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Uber Halbleiter sollte man nicht arbeiten,
das ist eine Schweinerei; wer weiss ob es

iiberhaupt Halbleiter gibt.
—W. Pauli 1931



Foreword

I first heard of k-p in a course on semiconductor physics taught by my thesis adviser
William Paul at Harvard in the fall of 1956. He presented the k-p Hamiltonian as
a semiempirical theoretical tool which had become rather useful for the interpreta-
tion of the cyclotron resonance experiments, as reported by Dresselhaus, Kip and
Kittel. This perturbation technique had already been succinctly discussed by Shock-
ley in a now almost forgotten 1950 Physical Review publication. In 1958 Harvey
Brooks, who had returned to Harvard as Dean of the Division of Engineering and
Applied Physics in which I was enrolled, gave a lecture on the capabilities of the k-p
technique to predict and fit non-parabolicities of band extrema in semiconductors.
He had just visited the General Electric Labs in Schenectady and had discussed
with Evan Kane the latter’s recent work on the non-parabolicity of band extrema
in semiconductors, in particular InSb. I was very impressed by Dean Brooks’s talk
as an application of quantum mechanics to current real world problems. During my
thesis work I had performed a number of optical measurements which were asking
for theoretical interpretation, among them the dependence of effective masses of
semiconductors on temperature and carrier concentration. Although my theoretical
ability was rather limited, with the help of Paul and Brooks I was able to realize the
capabilities of the k-p method for interpreting my data in a simple way. The tem-
perature effects could be split into three components: a contribution of the thermal
expansion, which could be easily estimated from the pressure dependence of gaps
(then a specialty of William Paul’s lab), an effect of the nonparabolicity on the ther-
mally excited carriers, also accessible to k-p, and the direct effect of electron-phonon
interaction. The latter contribution could not be rigorously introduced into the k-p
formalism but some guesses where made, such as neglecting it completely. Up to
date, the electron-phonon interaction has not been rigorously incorporated into the
k-p Hamiltonian and often only the volume effect is taken into account. After finish-
ing my thesis, I worked at the RCA laboratories (Zurich and Princeton), at Brown
University and finally at the Max Planck Institute in Stuttgart. In these three orga-
nizations I made profuse use of k-p. Particularly important in this context was the
work on the full-zone k-p, coauthored with Fred Pollak and performed shortly after
we joined the Brown faculty in 1965. We were waiting for delivery of spectroscopic
equipment to set up our new lab and thought that it would be a good idea to spend
idle time trying to see how far into the Brillouin zone one could extend the k-p band
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viii Foreword

structures: till then the use of k-p had been confined to the close neighborhood of
band edges. Fred was very skilled at using the early computers available to us. We,
of course, were aiming at working with as few basis states as possible, so we started
with 9 (neglecting spin-orbit coupling). The bands did not look very good. We kept
adding basis states till we found that rather reasonable bands were obtained with
15 k = 0 states. The calculations were first performed for germanium and silicon,
then they were generalized to III-V compounds and spin-orbit coupling was added. I
kept the printed computer output for energies and wave functions versus k and used
it till recently for many calculations. The resulting Physical Review publication of
Fred and myself has been cited nearly 400 times. The last of my works which uses
k-p techniques was published in the Physical Review in 2008 by Chantis, Cardona,
Christensen, Smith, van Schilfgaarde, Kotani, Svane and Albers. It deals with the
stress induced linear terms in Kk in the conduction band minimum of GaAs. About
one-third of my publications use some aspects of the k-p theory.

The present monograph is devoted to a wide range of aspects of the k-p method
as applied to diamond, zincblende and wurtzite-type semiconductors. Its authors
have been very active in using this method in their research. Chapter 1 of the
monograph contains an overview of the work and a listing of related literature. The
rest of the book is divided into two parts. Part one discusses k-p as applied to bulk
(i.e. three-dimensional) “homogeneous” tetrahedral semiconductors with diamond,
zincblende and wurtzite structure. It contains six chapters. Chapter 2 introduces
the k-p equation and discusses the perturbation theoretical treatment of the cor-
responding Hamiltonian as applied to the so-called one-band model. It mentions
that this usually parabolic model can be generalized to describe band nonparabol-
icity, anisotropy and spin splittings. Chapter 3 describes the application of k-p to
the description of the maxima (around k = 0) of the valence bands of tetrahe-
dral semiconductors, starting with the Dresselhaus, Kip and Kittel Hamiltonian. A
problem the novice encounters is the plethora of notations for the relevant matrix
elements of p and the corresponding parameters of the Hamiltonian. This chapter
lists most of them and their relationships, except for the Luttinger parameters y;, «,
and g which are introduced in Chap. 5. It also discusses wurtzite-type materials and
the various Hamiltonians which have been used. In Chap. 4 the complexity of the
k-p Hamiltonian is increased. A four band and an eight band model are presented
and Lowdin perturbation theory is used for reducing (through down-folding of
states) the complexity of these Hamiltonians. The full-zone Cardona-Pollak 15 band
Hamiltonian is discussed, and a recent “upgrading” [69] using 20 bands in order to
include spin-orbit effects is mentioned. Similar Hamiltonians are also discussed for
wurtzite.

In order to treat the effects of perturbations, such as external magnetic fields,
strain or impurities, which is done in Part II, in Chap. 5 the k-p Hamiltonian is
reformulated using the method of invariants, introduced by Luttinger and also by the
Russian group of Pikus (because of the cold war, as well as language difficulties, it
took a while for the Russian work to permeate to the West). A reformulation of this
method by Cho is also presented. Chapter 6 discusses effects of spin, an “internal”
perturbation intrinsic to each material. Chapter 7 treats the effect of uniform strains,
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external perturbations which can change the point group but not the translational
symmetry of crystals.

Part II is devoted to problems in which the three-dimensional translational sym-
metry is broken, foremost among them point defects. The k-p method is particu-
larly appropriate to discuss shallow impurities, leading to hydrogen-like gap states
(Chap. 8). The k-p method has also been useful for handling deep levels with
the Slater—Koster Hamiltonian (Serrano et al.), especially the effect of spin-orbit
coupling on acceptor levels which is discussed here within the Baldereschi—Lipari
model. Chapter 9 treats an external magnetic field which breaks translational sym-
metry along two directions, as opposed to an electric field (Chap. 10) which break
the translational symmetry along one direction only, provided it is directed along
one of the 3d basis vectors. Chapter 11 is devoted to excitons, electron hole bound
states which can be treated in a way similar to impurity levels provided one can sep-
arate the translation invariant center-of-mass motion of the electron-hole pair from
the internal relative motion. Chapters 12 and 13 give a detailed discussion of the
applications of k-p to the elucidation of the electronic structure of heterostructures,
in particular confinement effects. The k-p technique encounters some difficulties
when dealing with heterostructures because of the problem of boundary conditions
in the multiband case. The boundary condition problem, as extensively discussed by
Burt and Foreman, is also treated here in considerable detail. The effects of external
strains and magnetic fields are also considered (Chap. 13). In Chap. 12 the spherical
and cylindrical representations used by Sercel and Vahala, particularly useful for the
treatment of quantum dots and wires, are also treated extensively. Three appendices
complete the monograph: (A) on perturbation theory, angular momentum theory
and group theory, (B) on symmetry properties and their group theoretical analysis,
and (C) summarizing the various Hamiltonians used and giving a table with their
parameters for a few semiconductors. The monograph ends with a list of 450 litera-
ture references.

I have tried to ascertain how many articles are found in the literature bases bear-
ing the k-p term in the title, the abstract or the keywords. This turned out to be a
rather difficult endeavor. Like in the case of homonyms of authors, the term k-p
is also found in articles which have nothing to do with the subject at hand, such
as those dealing with pions and kaons and even, within condensed matter physics,
those referring to dielectric susceptibilities at constant pressure & ,,. Sorting them out
by hand in a cursory way, I found about 1500 articles dealing in some way with the
k-p method. They have been cited about 15000 times. The present authors have done
an excellent job reviewing and summarizing this work.

Stuttgart Manuel Cardona
November 2008



Preface

This is a book detailing the theory of a band-structure method. The three most com-
mon empirical band-structure methods for semiconductors are the tight-binding, the
pseudopotential, and the k - p method. They differ in the choice of basis functions
used to represent Schrodinger’s equation: atomic-like, plane-wave, and Bloch states,
respectively. Each have advantages of their own. Our goal here is not to compare the
various methods but to present a detailed exposition of the k - p method.

One always wonder how a book got started. In this particular case, one might
say when the two authors were postdoctoral fellows in the Cardona Abteilung at the
Max Planck Institut fiir Festkdrperforschung in Stuttgart, Germany in 1994-1995.
We started a collaboration that got us to use a variety of band-structure methods
such as the & - p, tight-binding and ab initio methods and has, to date, led to over 50
joint publications. The first idea for a book came about when one of us was visiting
the other as a Balslev research scholar and, fittingly, the final stages of the writing
were carried out when the roles were reversed, with Morten spending a sabbatical
at Wright State University.

This book consists of two main parts. The first part concerns the application of the
theory to bulk crystals. We will spend considerable space on deriving and explaining
the bulk & - p Hamiltonians for such crystal structures. The second part concerns the
application of the theory to “perturbed” and nonperiodic crystals. As we will see,
this really consists of two types: whereby the perturbation is gradual such as with
impurities and whereby it can be discontinuous such as for heterostructures.

The choice of topics to be presented and the order to do so was not easy. We thus
decided that the primary focus will be on showing the applicability of the theory
to describing the electronic structure of intrinsic semiconductors. In particular, we
also wanted to compare and contrast the main Hamiltonians and k - p parameters
to be found in the literature. This is done using the two main methods, perturba-
tion theory and the theory of invariants. In the process, we have preserved some
historical chronology by presenting first, for example, the work of Dresselhaus, Kip
and Kittel prior to the more elegant and complete work of Luttinger and Kane.
Partly biased by our own research and partly by the literature, a significant part
of the explicit derivations and illustrations have been given for the diamond and
zincblende semiconductors, and to a lesser extent for the wurtzite semiconductors.
The impact of external strain and static electric and magnetic fields on the electronic
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xii Preface

structure are then considered since they lead to new k - p parameters such as the
deformation potentials and g-factors. Finally, the problem of inhomogeneity is con-
sidered, starting with the slowly-varying impurity and exciton potential followed by
the more difficult problem of sharp discontinuities in nanostructures. These topics
are included because they lead to a direct modification of the electron spectrum.
The discussion of impurities and magnetic field also allows us to introduce the third
theoretical technique in k- p theory, the method of canonical transformation. Finally,
the book concludes with a couple of appendices that have background formalism
and one appendix that summarizes some of the main results presented in the main
text for easy reference. In part because of lack of space and because there exists other
excellent presentations, we have decided to leave out applications of the theory, e.g.,
to optical and transport properties.

The text is sprinkled with graphs and data tables in order to illustrate the formal
theory and is, in no way, intended to be complete. It was also decided that, for a book
of this nature, it is unwise to try to include the most “accurate” material parameters.
Therefore, most of the above were chosen from seminal papers. We have attempted
to include many of the key literature and some of the more recent work in order to
demonstrate the breadth and vitality of the theory. As much as is possible, we have
tried to present a uniform notation and consistent mathematical definitions. In a few
cases, though, we have decided to stick to the original notations and definitions in
the cited literature.

The intended audience is very broad. We do expect the book to be more appro-
priate for graduate students and researchers with at least an introductory solid state
physics course and a year of quantum mechanics. Thus, it is assumed that the
reader is already familiar with the concept of electronic band structures and of
time-independent perturbation theory. Overall, a knowledge of group representation
theory will no doubt help, though one can probably get the essence of most argu-
ments and derivations without such knowledge, except for the method of invariants
which relies heavily on group theory.

In closing, this work has benefitted from interactions with many people. First
and foremost are all of our research collaborators, particularly Prof. Dr. Manuel
Cardona who has always been an inspiration. Indeed, he was kind enough to read
a draft version of the manuscript and provide extensive insight and historical per-
spectives as well as corrections! As usual, any remaining errors are ours. We cannot
thank our family enough for putting up with all these long hours not just working
on this book but also throughout our professional careers. Last but not least, this
book came out of our research endeavors funded over the years by the Air Force
Office of Scientific Research (LCLYV), Balslev Fond (LCLYV), National Science
Foundation (LCLYV), the Danish Natural Science Research Council (MW), and the
BHIJ Foundation (MW).

Dayton, OH Lok C. Lew Yan Voon
Sonderborg Morten Willatzen
November 2008
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BF Burt-Foreman

CC Chuang—Chang
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Chapter 2
One-Band Model

2.1 Overview
Much of the physics of the & - p theory is displayed by considering a single isolated
band. Such a band is relevant to the conduction band of many semiconductors and

can even be applied to the valence band under certain conditions. We will illustrate
using a number of derivations for a bulk crystal.

2.2 k - p Equation

The k - p equation is obtained from the one-electron Schrodinger equation

Hui (r) = E,(K)Y (r), 2.1)

upon representing the Bloch functions in terms of a set of periodic functions:

Yk (1) = € 1,(r). (2.2)

The Bloch and cellular functions satisfy the following set of properties:

(Vnk|¥ww) = /dV Yok (1) Yo (1) = 8 $(k — k), (2.3)
2

(i) = [[A2 = b 5 (2.4)

where V (£2) is the crystal (unit-cell) volume.
Let the Hamiltonian only consists of the kinetic-energy operator, a local periodic
crystal potential, and the spin-orbit interaction term:

2
p h
H=—+4+VI@®)+——(@xVV)-p. 2.5
g FV O F g ) p (2.5)
L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 7

DOI 10.1007/978-3-540-92872-0_2, © Springer-Verlag Berlin Heidelberg 2009



8 2 One-Band Model

Here, we only give the formal exact form for a periodic bulk crystal without external
perturbations.
In terms of the cellular functions, Schrodinger’s equation becomes

H (k) Upk = gn (k) Unk, (26)
where
H (k) = H + Hy.,, 2.7)
h
Hep= —k-m, 2.8)
mo
T=p+ 2((rxVV), (2.9)
dmgc
R2k?
En (k) = Ep(K) — — . (2.10)
2m0

Equation (2.6) is the k - p equation. If the states u,x form a complete set of periodic
functions, then a representation of H(K) in this basis is exact; i.e., diagonalization
of the infinite matrix

<unk | H (k) |umk)

leads to the dispersion relation throughout the whole Brillouin zone. Note, in par-
ticular, that the off-diagonal terms are only linear in k. However, practical imple-
mentations only solve the problem in a finite subspace. This leads to approximate
dispersion relations and/or applicability for only a finite range of k values. For GaAs
and AlAs, the range of validity is of the order of 10% of the first Brillouin zone [7].

An even more extreme case is to only consider one u,, function. This is then
known as the one-band or effective-mass (the latter terminology will become clear
below) model. Such an approximation is good if, indeed, the semiconductor under
study has a fairly isolated band—at least, again, for a finite region in k space. This
is typically true of the conduction band of most III-V and II-VI semiconductors.
In such cases, one also considers a region in k space near the band extremum. This
is partly driven by the fact that this is the region most likely populated by charge
carriers in thermal equilibrium and also by the fact that linear terms in the energy
dispersion vanish, i.e.,

aEn (kO) -0
ok;

A detailed discussion of the symmetry constraints on the locations of these extremum
points was provided by Bir and Pikus [1]. In the rest of this chapter, we will discuss
how to obtain the energy dispersion relation and analyze a few properties of the
resulting band.
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2.3 Perturbation Theory

One can apply nondegenerate perturbation theory to the k - p equation, Eq. (2.6), for
an isolated band. Given the solutions at kK = 0, one can find the solutions for finite
k via perturbation theory:

B2k Bk 12 S [(n0]7|10) - k|2
E,kKy=E,(0)+ — + — 0 0)+ — 2.11
(k) = E, )+ 3= + = - (n0lx|n méXI:E(O)—El(O) 2.11)
to second order and where
@)} .
(n0|x|10) = 7 d2 uygmugg. (2.12)

This is the basic effective-mass equation.

2.4 Canonical Transformation

A second technique for deriving the effective-mass equation is by the use of the
canonical transformation introduced by Luttinger and Kohn in 1955 [6]. Here, one
expands the cellular function in terms of a complete set of periodic functions:

k() = A (K) t(r). (2.13)

Then the k - p equation, Eq. (2.6), becomes

> A ) [H + Hip] o) =Y Apw(R) [En(0) + Hip] to(r)

n'

= E,(K) Y A (K) o (F). (2.14)
Multiplying by (27)%/£2 f o d’r uy, gives
hk
En (0) Ann + Z - pnn’Ann’(k) = gn (k) Annv (215)
n' mo
where
Q2n)? .
P = pnn’(o) = 0 ds2 U,oPUno, (216)
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and we have left out the spin-orbit contribution to the momentum operator for
simplicity. Now one can write (dropping one band index)

HKA = A, A=]a, |. (2.17)

The linear equations are coupled. The solution involves uncoupling them. This can
be achieved by a canonical transformation:

A =TB, (2.18)
where T is unitary (in order to preserve normalization). Then
H(k)B = £(k)B, (2.19)
where
HK)=T"'HT. (2.20)

Writing T =eS, T '=e 5 =TT,

_ 1 1
H:<1—S+5Sz—~-~>H(k)<l+S+5S2+-~->

1
= H(k) + [H(), S] + 2 ([H(K),S], ST+ ---
=H + Hk-p + [H3 S] + [Hk~p’ S]

1 1
+5[[H, S],S]+§[[HkAp,S],S]+~-~ (2.21)
Since H., induces the coupling, one would like to remove it to order S by
Hy., +[H, 5] =0, (2.22)

or, with |n) = |uug),

(nlHepln') + 3 [l HIn"y "SI’y = (ulS|n"yn”| ') | =,

n

h
K P E,(0)(n|S|n") — (n|S|n') Ex(0) = 0,
0

giving, for n # n’,
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nispy = 11 KB (2.23)
— mg [Ex(0) — E,(0)] '

Now, Eq. (2.21) becomes

— 1 1
H(k)=H + E[Hk-pv S1+ E[[Hk-pv S, S1+---

and, to second order,

(nl T ')~ (nlH ') 42 3 [0l Hi by "1y — (n1S1n" 0" i ')
) k-p k-p

n"

hz k- | P k- Pruw k- Pnn k- |
= E,0)8,n + — |: + i|
2m§ Z [Ew(0) — E(0)]  [En(0) — E\(0)]

h? 1
= | E,(0)+ — Z ky (—) kg | 8., + interband terms of order K,
2 o My ) op

which is, of course, the same as Eq. (2.11).
We now restrict ourselves to zincblende and diamond crystals for whichn = s =
I} (see Appendix B for the symmetry properties), p,, = 0, and

2k ' k
EK) = Er + + —2 Z 'p“’ | (2.24)

Note that, for conciseness, we are also only using the group notation for the elec-
tron states in a zincblende crystal. The standard state ordering for zincblende and
diamond is given in Fig. 2.1. There are exceptions to these such as the inverted band
structure of HgTe [9] and the inverted conduction band of Si. Thus, the interaction
of the I state with other states via ppy; changes the dispersion relation from that of
a free-electron one. The new inverse effective-mass tensor is

7B DM
Lise —+—p Iy ——vp
Ii, —+—s I ——s
lisy —f— p ni—f—»
ILiy, —+—s ITr ] K

Fig. 2.1 Zone-center states for typical zincblende (ZB) and diamond (DM) crystals
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!/

(i) 2 Z Pum (2.25)
m* )i m0 ; Er — E '

Equation (2.11) or Egs. (2.24) and (2.25) define the one-band, effective-mass model.
The band dispersion can be calculated given the momentum matrix elements and
band gaps. Note that Eq. (2.24) is only approximate, giving the parabolic approxi-
mation. Constraints on the effective mass can now be written from Eq. (2.25).

2.5 Effective Masses

One can write down simple expressions for the effective masses of nondegenerate
bands.

2.5.1 Electron

Because of the energy denominator, distant bands are expected to be less important.
The two closest bands to the I, state for cubic semiconductors are the I'5 states
~ X,Y, Z.Since I, ~ §, and

(SIpx|X) = (SIpy|Y) = (S|p:1Z),
the conduction mass m, is isotropic:

1 L2 [(SIpelXo)P 2 [(SIpslXo) P

2 2
me mo mg Erlc - Erlsv mg Eﬂc - EF]S(-

1 2pP2 2p?

= —t S5 T o 2.26
mo + MEy hE) (2.26)
where
W 2
pPe = _2|<S|px|Xu)| > 2.27)
m
0
2 hZ 2
P = —(SIp«l X)) (2.28)
m
0

For diamond,

PP=0 = 0<m,<my.
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For zincblende, typically

P/2 P2
E " E
0 0

= 0<m, <my.

Hence, the electron effective mass is usually smaller than the free-electron mass.

2.5.2 Light Hole

Of the three-fold degenerate I'|s, states, only one couples with I} along a given
A direction, giving rise to the light-hole (/) mass. Consider k = (k,, 0, 0). Then,
since the [/ state can now be assumed nondegenerate, again m;y, is isotropic (though
a more accurate model will reveal them to be anisotropic):

1 1 2 S| pel X )P 1 2pP? 1 E
___+_2M=__2___(1__P)’ (2.29)
my, — mo  my Epg, —Ep,  mo  WEy  mg

with

Ep = (2.30)

known as the Kane parameter. Typically, E, ~ 20eV, Eq ~ 0-5¢eV. Hence, —mg <
my, < 0. Note that, contrary to the electron case, the /2 mass does not contain the
P’ term.

To compare the /4 and e masses,

me nmip my FLZE(,) ny

72
11 2 2P 1( E’,,).

For diamond, E}, = 0, giving

1 1
— + — >0 (always), (2.31)
me mip

and
lmp| > me. (2.32)
For zincblende, E}, ~1-10eV, E| ~3-5 eV, and the masses are closer in magnitude.

The qualitative effect of the e~/ interaction on the effective masses is sketched in
Fig. 2.2. This is also known as a two-band model.
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nqov

/\m,h

Fig. 2.2 Two-band model. The k - p interaction changes the curvatures

2.5.3 Heavy Hole

One may define the heavy-hole (hh) states as the partners in the I's, representation
which do not couple to the conduction s electron. In so far as the I'js. states are
not considered, the A/ state has the free-electron mass. Including the I'js. state and
again assuming that the I7s, states are nondegenerate, the isotropic mass is

(2.33)

1 2 Wiz 1 (1 Eq )
mpp no m% E0+E6 _mo

M mo C Eo+E)

Typically, Eg ~20-25¢V, Eg + Ej ~ 10eV, and 0 > my;, > —my.

We have seen how the simple one-band model can provide a semi-quantitative
description of various bands for zincblende and diamond semiconductors, particu-
larly the sign and relative magnitudes of the associated effective masses. The neces-
sity of describing the band structure quantitatively and more accurately (such as
nonparabolicity and anisotropy) leads to the consideration of multiband models.

2.6 Nonparabolicity

So far, we have presented the simplest one-band model in order to illustrate the
theory; it does allow for anisotropy via an anisotropic effective mass. Still, a one-
band model can be made to reproduce more detailed features of a real band including
nonparabolicity, anisotropy and spin splitting. An example of such a model is the k*
dispersion relation given by Rossler [23]:

E®K) = 25 ok + B (k2K + K22 + K2k2)

2m*
1/2
+ oy (P (KRR + K2 4+ K2K2) — ok} P (234
The first term on the right-hand side is the familiar isotropic and parabolic effective-
mass term. The remaining terms give nonparabolicity, warping and spin splitting,
respectively. We will derive them later in the book.
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2.7 Summary

We have set up the fundamental k - p equation and shown, using a variety of tech-
niques, how a one-band model (the so-called effective-mass model) can be obtained
from it. This model was then used to derive a semi-quantitative understanding of
the magnitude of the effective masses of band-edge states for cubic semiconductors.
In particular, it was shown that the simplest effective-mass model for electrons and
light holes gives isotropic masses.



Chapter 3
Perturbation Theory — Valence Band

3.1 Overview

Degenerate perturbation theory is presented in order to derive the valence-band
Hamiltonian. This will be illustrated in detail for the Dresselhaus—Kip—Kittel Hamil-
tonian for diamond and for the valence-band Hamiltonian for wurtzite.

3.2 Dresselhaus—Kip-Kittel Model

We first give the derivation of the 3 x 3 (i.e., no spin) Dresselhaus—Kip—Kittel
(DKK) Hamiltonian using the original second-order degenerate perturbation theory
approach [2]. The theory applies to the valence band of diamond.

3.2.1 Hamiltonian

The starting equation is the k - p equation, Eq. (2.6), without the spin-orbit term:

p? h
[— +Vr+—k- p} () = & (K)upk(r).
Zmo mo

The unperturbed u/,(r) = ¢ are the three-fold degenerate solutions at the zone
center or I" point. They transform according to the F;g irreducible representation
(Fig. 3.1). The three states are: sf’ ~ yz, 8;’ ~ ZX, 5; ~ xy; they are even with
respect to the inversion operator. An atomistic description of the transformation
properties of some of the states of the DM structure is given in Table 3.1. Since the
unperturbed states are degenerate, we have to use degenerate perturbation theory to
find the solutions at finite k.

The first-order correction is given by the matrix elements

~ (& [k - plef) = 0

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 17
DOI 10.1007/978-3-540-92872-0_3, © Springer-Verlag Berlin Heidelberg 2009
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7

Fig. 3.1 Three-band model for diamond-type semiconductors

F25+ ~ yz, ZX, Xy

Table 3.1 Symmetries of states at the /" point for diamond structure [5, 24]. The second column
gives the orbitals on the two atoms in the basis. The far-right column gives the corresponding
plane-wave states

Cardona and Pollak [5]
g Sq + 5, r! st [000]
Ipss Pa = P~ Y2, X, Xy Iy pt [111]
ry Sa — 8, ~ XYz le, s~ [111]
I'js Pa+ Dy~ X, 9,2 I's p- [111]
ry; dg —d, ~ /3 (y*—2%).3x2 =12 a% d- [200]
rr Sq + 5, r st [111]
Ipse d, +d, ~ yz,zx,xy i d* [200]
ry Sa — S, ~ XYz ry s~ [200]

since the & ’s have the same parity and p is odd under inversion. In the language of
group theory, one says that It ® I'5 ® I';t does not contain I}*.

One, therefore, needs second-order degenerate perturbation theory. The correc-
tions to the cellular functions and matrix elements are:

lav){lav|plr)
u = et + k , (3.1)
" %: EFZS ~ Ei
(rlk - pllerv) (lav]K - pls)
Hyy = (rIH®)ls) = — Z (3:2)

mg oy El’;g — Ei

3

(r|pillav){lav|p;|s
k k Z |Pz| |P j| )
lav EF 5 Eloz
where |r) = u),, lav denotes the state v (in case of degeneracy) belonging to the
a representation in the band /; Ej, is the energy of that state at k = 0. E ry; s the
energy of the &/ states. The diagonal perturbation matrix elements are given by

kk Z (r|pillav) (lOlV|PJ|”)
Ep+ — Ei

rr—

lav
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In the group of DM, there are operators that invert all three coordinates or just one;
taking, e.g., ¥ = xy (the others follow by permutation),

(xylpillav)({lav|p;lxy)

is nonzero only if all coordinates appear pairwise. For example, in

(xy|pxllav){lav|pj|xy),

using an operator that only changes the sign of x requires p; = p, (equivalently for
Dy), while in

(xylp:llav){lavipj|xy),

using an operator that only changes the sign of z requires p; = p.. Thus, p; = p;
and two independent choices are p; = py(= px), p.. Therefore,

| (xylpyllav)|?

Hy; =
El’;g — Elq

" lav)|?
{k2|<xy|pz| D) e i)

2 4 _
mo 1oy EI";g El,

For the off-diagonal matrix elements, one again requires the coordinates to appear
pairwise. For example, for r = xy and s = yz,

{(xyl|pxllav){lav|p;lyz),

using an operator that only changes the sign of x requires p; = p, or p. but, in
addition, using an operator that only changes the sign of y requires p; = p, only.
One, therefore, gets

Hyy = k K, Z (xy|pz|lav)(lav|p|yz) + (xy|p:llav){lav|p:|yz) }

Erzs — B

Loy

Thus, one can introduce three independent parameters:

h? Z |(xy|p.llav)?

~
I

m% lav EI";g - E ’
B 1(xy ] pyllav)[?

M=— Z LLald o Lisadd Ly (3.3)
my lav Eerg — Bl

N = B~ (xylpellav) (avplyz) + (xylpallav) (av|p, Iyz)

2 —
mo T Er+ Elot
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giving rise to the DKK Hamiltonian:

[yz) |zx) lxy)
Li2 + M2 + k2) Nk.k Nk k
H, k) = x y z Xy xiz ) 4
bk (k) Nk.ky LK2 + M(K2 + k2) Nkyk, 34
Nk,k, Nkyk, LKk2 + M(k} +k3)

The band energies are then given by

2k2
E,K)=Ep; +— +2,
2my

where A are the eigenvalues of the DKK Hamiltonian. Luttinger and Kohn (LK) [6]
came up with a slightly different notation for the Hamiltonian, which includes the
free-electron term. They give the matrix as D with matrix elements

Dy = DY kik;, (3.5)
B B2 1 &8 pi pj + pj pi
D%n _ amn(sjj’ +— mltin mlFin . (36)
Zmo o Ery— B
Then
lyz) |zx) lxy)
B ALkﬁ + B, (k% + k?) Crkyky Crkyk,
= Ckaky ALkg + B, (k? + k/%) Ckakz s
Crkyk, Crkyk, ALkZ2 + B, (kf + ki)
(3.7)
with
PP o W 111
2mg  m} —~ Ery — E
hz 52 y Yy
BL=— 4+ — P1uPn ’ (3.8)
2]’}1() mg EF;; - El

Z P11P12 + Puplz
2 EF* —E

Thus, the LK parameters are related to the DKK ones via

2

Ap =L+ —
L= +2]’}1()
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2

)
By =M+ —, (3.9)
2m0

C, =N.

Terms of higher order, for example, k*, have been considered by some authors [25]
but will not be discussed in this book as they are not commonly used in the
literature.

3.2.2 Eigenvalues
The DKK Hamiltonian cannot be diagonalized analytically throughout the first Bril-

louin zone (FBZ). However, analytical solutions exist when there is double degen-
eracy (e.g., along L — I — X). We now obtain those solutions:

Lk; 4+ M (k} +k2) — A Nk, k, Nk,k,
Nk, ky Lk 4+ M (k2 +k7) — 2 Nkyk,
Nkk. Nkyk. LI+ M (K} +k3) — &

= [Lk; + M (k) + k2) — &) [Lk] + M(K} + k2) — A] [Lk2 + M (k] + k) — 1]
— LKk + M (K + k) = ] N*kGk? — [LK2 + M (k + k) — A] N?k3kS
—[Lk; + M (k + k) — A] N*kokZ + 2N k;k k2 = 0.

Kyy
Using

[a — M1[b — Al[c — A] = abc — (ac + bc +ab)h + (a + b +C))\.2 — A3,
we have

A — (L +2M)K*)?

+ [0+ M (8 + )] [LE + M (2 +12)]

+[Lk; + M (k +K2)] [LK2 + M (K} +k;)

] ]
+[LK2 + M (K2 + )] [k + M (k2 + K2)] = N2 (k22 + K22 + K2K2) |
[+ 2+ )] [k + M (k2 4+ K2)] [LR + M (k2 + K2)]
+N? (LK, + M (k; + K2) | kok? + N* [Lk; + M (k; + k2) | kzk?
+N? LKk + M (k] + k)] ek — 2N3k§k§k§} =0. (3.10)
This general characteristic equation is too complicated to be of much use. However,
when there is a degenerate pair of eigenvalues,
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A —a)*(h —b) =23 — 2a + b)A> + 2ab + a*)r — a’*b = 0.

Comparing with Eq. (3.10), one has

2a +b = (L +2M)Ek?, (3.11)
2ab+a® = (L* = N>+ 3M*> + 2ML) kyy, + (M* +2LM) (kj + Kk} + k?)
=« (3.12)

where ky,. = k;k} + k3k? + k2k?. Eliminating b from Egs. (3.11) and (3.12) gives

3a®> — 2(L + 2M)k*a + a = 0,

and

L+2M L +2M)> 172
a:( +3 )k2i|:( +9 )k4_%i|

=&y [(L - T IV = (L= MR (K + R+ kfkf)]l/2 .
Hence,
E(K) = AR £ [Bk* + C* (K2k? + k2K2 + 12k2)]2 (3.13)
where
A= w+ I 2= w,czzl[Nz—(L—M)z]. (3.14)

3 2myg’ 9 3

This (restricted) result will turn out to be identical to the spin case. Note that the
dispersion is both anisotropic (if C # 0) and nonparabolic (if B, C # 0); the first
property is also known as warping. A careful study of warping was given in [26].

3.2.3 L, M, N Parameters

We next study the L, M, N parameters more closely. The matrix elements involved
are

(ripl) ~ IS @ Mz @ I
From Table 3.2, one deduces that

@I~ ®I5® 0 @ (3.15)
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in effect, all the odd-parity representations except for I|". In order, to be able to
get I} in the decomposition, I’ must clearly have odd parity; however, I is not
appropriate since the decomposition will then not include Ffr. Otherwise, all of the
four irreducible representations on the right-hand side of Eq. (3.15) can interact with
the valence-band edge.

Table 3.2 Character table of the group O,

8S¢ = 30y, = 65, = 60y =

O, E 8C; 3G, 6C, 6C, I ICs 1C3 1C, 1C,
I 1 1 1 1 1 1 1 1 1
IS 1 1 -1 -1 1 1 1 -1 -1
s 2 -l 2 0 0 2 -l 2 0 0
ri 3 0 -1 1 -1 3 0 -1 1 -1
s 3 0 -1 -1 1 3 0 -1 -1 1
ry 1 1 1 1 1 -1 -1 -1 -1 -1
ry 1 1 1 -1 -1 -1 -l -1 1

r, 2 -l 2 0 0 -2 1 -2 0 0
rs; 3 0 -1 1 -1 -3 0 1 -1 1
Iy 3 0 -1 -1 1 -3 0 1 1 -1

The band-edge structure for diamond-type semiconductors is believed to be as
given in Fig. 3.2. The state I, was reported by von der Lage and Bethe [27] to
have as smallest / = 5. However, Herman [28] showed that it originates from (200)
plane waves and as having the symmetry of d~ states. The discrepancy is likely due
to the fact that von der Lage and Bethe were really studying the cubic group with
a single atom (ion) per unit cell whereas Herman considered the case of two atoms
per unit cell. Thus, one expects the maximum perturbation from the I, , I'},, 15
bands; in particular, there is no perturbation from, e.g., F1+.

Similarly, not all states appear in the summation for the DKK parameters. Hence,
instead of writing the DKK Hamiltonian in terms of the L, M, N, one can also write
it in terms of interband parameters between states of given symmetries; furthermore,
this will provide relations among the L, M, N parameters.

3.2.3.1 L Parameter

Starting with L, only I",” and I'; can contribute. This can be ascertained by looking
at the reflection properties of the matrix element. Consider, e.g., |r) = |yz). Then

Pxlyz) ~xyz~ 1T, .

Under an [ Cf reflection, I3 and I',5 are even, while I, is odd (see Table 3.2).
This eliminates the former two representations from the matrix elements for L. This
can be shown more explicitly, e.g., for the I'|5 representation (~ x, y, z):

(vzlpxlx,z) =0
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32 | — 1"2§
24 |—nt 25 | I ~ayzeesT
17 | «<— Lf~yzzxy~d*
16 | <— I} 14 <—rz+ 15 <—1"1+~st+
13 ) 13 ~— I, ~d
10 -— Flg
7 - ITr
5 |«~— I 5 <~ I5 ~xY,z~p~
-— F27
3 ~— I5 3 ~— I ~xyz~sT
0 |[«—1nf 0 |+—1n 0 |+ Gi~ymay~pt
-10 | «— Lt ~st
-13 | «— ITr ~st
22 |«— 10t
C Si Ge

Fig. 3.2 Schematic of zone-center energy (in eV) ordering for diamond-structure semiconductors
(not to scale; C from Willatzen et al. [29], Si from Cardona and Pollak [5], Ge from DKK [2])
using /C5, and

(yzlpxly) =0

using I/ C»,. We now wish to consider how many independent interband terms there
are. Consider first

[ (yzlpx B2 vzl pelyo)?
L= — L , 3.16
m% Xl: EF25 _El +2U: EFZS _El ( )

where ;" € I, and y,; € I'|,. DKK showed that each representation only con-
tributes one matrix element per band, independent of its dimension. We will now
obtain this result. Let

h2 / B 2
po 5 el o
o lel, Erg — ki
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!/

(yzlpxlyi)1?
EFZ; —_ El

G =

hZ
— (3.18)
0

lel,
Since I', is one dimensional, there is only one such term. On the other hand, I}, is
two dimensional; it turns out this still only contributes one distinct term. To establish
this result, we need the basis functions. One could choose the d-like functions (as

done by von der Lage and Bethe); however, the latter do not generate a unitary
irreducible representation [2]. Hence, we follow DKK in choosing y,; such that

v, = x? + wy? + 0’2, (3.19)
vy =2+ 0’y o, (3.20)

where w® = 1 and y,” = y, — y,. To verify that they are basis functions for the Iy
irreducible representation, one can generate the representation matrices and show
that they have the right character vector. We use

OR) fi(r) = fF(R™'r) =) f(OR;;,
J

where R is a rotation. For example (note that we only need the matrix for one ele-
ment in each class):

OCayy = Cilym =Gl (P + oy? +0°2) " 2 (P + 0 + 0’y =5,

O(C4x)y2_ = )/1_,

01
- C4x - (1 0) s

OC; i = Cay (P + oy’ +0*2) E (2 + oy’ + 0x?)

L n-_ 1~
w(x + 0’y + 07?) ="
(@] (C;;) vs = Cay (P + 0 + 0y = (Z +ox’ +0’y?)

1 2 2 2.2\~ 1 —
=;(x + wy* + ©’2%) =
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O (Cooe) 7 = €3 (P 0 +072) 2 (2 4 x4 07y)

1 _
=— (P +oy’+0’?) = E)ﬁ_,

-2
O (Cany) vy = (2 + oy’ +0’x?) = el

1
-0 o 0
> C3XyZ:(a62l>:<Oa)2>'

Cé is similar to Cy4, and so on. In order to get the characters, we have, for example
for C3xyz

X(C3xyz) =w+ a)2 = -1,

since w + w? + w® = 0 and > = 1. Also, one should check that the representation
is indeed unitary (i.e., UT = U~"). For example, given C;Vl above and assuming

unitarity,
(0L 0
Cly:C@l:(L w02)=<%8)5
since
3 ! *
w=1= =w,
w*?
and
w=e"= o =1/o.
Also
o —ciyi—(9%
4y = (€)' = Q%O ’
and
1 1 L
- i 05)(Y% w0 )
C4yC4y1 =C4yC4y = (Lz ()) (% O) - ((; Ls) - (01
Thus y,, ~ I;.

Now, following DKK, let
(yzlpxlyy ) = R. (3.21)
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We will show that (yz|p«|y, ) is related. To wit,

Car (yzlpalys ) = Car(yzlpel (67 + 0y + 02%)7) = —(yzlp|(x* + wy® + 0’z?)7)
= —R.

The two matrix elements with respect to the two degenerate states are, therefore, the
same up to a sign giving

L=F+26G. (3.22)

3.2.3.2 M Parameter

Similarly, one can show that M only has contributions from I'j5 and I',5 (lowest
I = 3 [27]). Again, taking the I'|5 representation as example:

(yzlpylx) =0
using 1 Cyy,

(yzlpyly) =0
using 1 C,,, but

(vzlpylz) #0V ICy.

Then,
- Iv)|? K
— _22{|<yz|py| WP Lzlpy il | (323
my v EF;.; - EF]E Eerg - Erzg
Let
h2 / 1 pol8s 2
Hl = _2 |g2|p)|£1>| , (324)
my 1 Iy = &I

where 85, € I'|5. There are no matrix elements with §;; and &,,, where 6,;, 8,;, 83, ~
X, y,2:

1Cyy

(vzlpyly) =0,
ICZZ

(yzlpylx) =0,

but

(vzlpylz) # 0.



28 3 Perturbation Theory — Valence Band

Similarly, let

yZ|py|<931
(3.25)
2 Z EI—-25 o EI—-25

Let I'ys ~ d, — d), [e.g., (y2)a — (¥2),]; except for operations with inversion, the
matrix elements behave as for F;g. Then

(yz"Ipylyz") =0,
using C», and
(vz¥Ipyley) =0,
using C,,, but
(yz*Ipylxy™) #0.
Thus,
M = H| + H,. (3.26)

3.2.3.3 N Parameter
Finally, we study N:

(yzlpxllva) {Ivalpy|yz) + (yzlpyllva) (lva| p.lyz)
— Z

my Iva EFZJ.E a El

~ Ty A T+ I+ D (3.27)
We will consider the two matrix elements (yz|p.|l){{| py|yz) and (yz|p,|){l| p<yz)

separately. For I’,”, we have first the matrix element (yz|p. |8, ){B, |pylyz), where
B ~ xyz. Now,

_ 1Cyy _
(B Ipylyz) = (xyzlpylzx) = (xyzlpclyz) = (B |pxlyz),
(yzlpylla) = (yzlpylxyz) = 0.

Hence,

(yzlp D) pylyz) + (yzlpy )L pxlyz) [yzlp<1B,)1°
m2 Z Ep: — E T ml Z

EF.
Epg —E

Mo lely o lel,

(3.28)
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For I'],, we need the following:
_ - Ca:(y%2) -
vy Ipylyz) = ((x2 + 0’y + wz?) Ipylzx> 2 ((y2 + w’x? 4+ wz?) Ipxlzy>
1 - —
=T ((x2 +wy’ + 0’ |Px|y1> =~y |pyz),
_ 1 _ R
(i Ipylyz) = E% Ipxlyz) = = —wR,

Cor:(23x)

= <(x2 + wy? + w212)7 |py|zx> — <(z2 +wy? + a)2x2)7 |py|xz>

1 _
- ((x2 + 0’y + wz?) Ipylzx> = -’ (y5 Ipylyz),

1Ca3(yx2)

(zxIpylyy) = (lepy| (x* + wy® + w222)7> - <zy|p,(| (0 + ox® + w2z2)7>

1 1 _
=- (yzlpxl(x2 + 0’y + wzz)7> = —E(yzlp,(ly2 ),
or
(vzlpelys ) = R = (yzlpslyy ).
_ 1, _
(v Ipylyz) = 5()/1 |pxlyz).
o 1 o I
= (yzlp«ly, Hv, Ipylyz) = 5<y1|px|1/1 Y1 Ipxlyz) = alRl .
Next

o 1 1 - 1
Vzlply Oy Ipyly2) = zlpelys ) — vy Ipelyz) = = 1vzlpaly, )P = EIRIZ-

Finally, in (yz|py|l){{|px|yz), e.g.,
Coy
(vzlpyl(x? + wy? + 0*2H)7) 2 0.

Hence,

n? )3 (vzlpsly, Moy Ipylyz)
m? Eq+ — E
v 25

R IR , B IR R IR|?
-G o) Sy = YO E "~ m i, -F

-G.



30 3 Perturbation Theory — Valence Band

For I'ls ~ x, y, z, we have

(vzlpx18,) (8, pylyz) = (yzlpxlx, ¥, 2)(x, ¥, 2l pylzx) =0V v,
(yzlpyl8,) (8, pxlyz) = (yzlpylz){zlpxlzx) # 0.

Indeed,
(yzlpxlz) = (yxIpylx) = (xyIpyldy),
(zlpylzx) = (x|pylxy) = (8| pylxy),
giving
> =H. (3.29)
s

For I';s ~ d, — d, we have
(yzlpxle,) (e, lpylzx) = 0.
We already have that

(yZ|Py|81_,2[) =0.

Thus, the only non-zero element is

_ _ Cy _ _
(vzlpyley) (g3 pxlzx) = —(yzlpylxy Y xy~ Ipylyz) = —H,.

Finally,
N=F-G+H, — H. (3.30)

3.2.4 Properties
Rewriting the DKK Hamiltonian, Eq. (3.4), as

(L — M)k?>  Nk,ky Nkk,
Mi*+ | Nkiky (L—MK  Nkk. |,
Nkk, Nkyk, (L — M)k?

one observes that if (L — M) = N, the energy dispersion is isotropic. This is known
as the spherical approximation; it was first introduced by Baldereschi and Lipari in
their study of acceptor states in cubic semiconductors [30].
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Note that a minimal basis (sp?) tight-binding model will give an isotropic dis-
persion for small wave vector [24]. In this respect, k - p theory gives a better rep-
resentation of the symmetry group (if enough interactions are retained). Indeed, if

one only retains the lowest interaction (assumed to be of symmetry I, ~ xyz), and
defines a Kane parameter analogously to the ZB case [Eq. (2.30)],

2 2
—I{xyzlp:lxy)I© = Ep,
mo
then

L PP lylpdxyP R ( Ep )

m§ Epy —Ey " 2mg \ —E,
M =0,
N=0L,

giving an isotropic dispersion (and effective mass).

Table 3.3 DKK parameters in units of B2 /2myg [2]

L M N F G H, H,
Si -1.9 —6.7 =75 —-1.2 —-0.4 —6.7 0
Ge —31.8 =5.1 -32.1 —28.6 —-1.4 =5.1 0

The band structures for Si and Ge along L — I' — X are plotted in Fig. 3.3,
using the parameters from Table 3.3. H, was chosen zero since it involves interac-
tion with I',5 states and those are far from the valence band (Fig. 3.2). The warping
is evident from the difference in dispersion along the two directions. Also, the sig-
nificant failure of the k - p for large & is evident in the unnaturally large bandwidths.

0 0
Si
hh Ge hh
-10
-50
3 3
> 20 =
3
o Ih o Ih
-100
-30
—40 -150
L r X L r X

Fig. 3.3 Si and Ge band structures from DKK model
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3.3 Six-Band Model for Diamond

We now add the spin-orbit coupling to the previous model.

3.3.1 Hamiltonian

First we recall that the k - p perturbation was present to second order. However, the
spin-orbit interaction is nonzero even to first order. There are two contributions in
the k - p equation:

2

h
(0 xVV).-p+—= (0 xVV)-k=Hy, + Hyo. (3.31)

Hso(k) = 4m(2)c2

4m%c2

The second, k-dependent spin-orbit term is usually much smaller than the first
one [3]; we will ignore it for now. Hence, we will be adding the matrix elements
of H,, in the F;j' subspace and we rewrite the first term of Eq. (3.31) as

Hy, = (e xVV)-p= (VV xp) -0 = Hg;0;. (3.32)

4m(2)c2 4mgc2

One can show that there exists only one independent spin-orbit matrix element since
VV x pis an axial vector. Then

(sIVV xplx) = (x|VV x plx) =0,

and
(x[(VV x p);ly) # 0.

Historically, one writes

3ih<
Ay = —5—=(x

= 55
dmge

aVv Vv

T b

y>. (3.33)

Kane [31] wrote it differently, as
3ih
A= ————(x|(VV x 2),
a2 IV B

but one can show both forms lead to equivalent Hy, matrices.

It is necessary to include the spin functions to the basis states leading to a six-
dimensional basis: 81+ 1, 8;_ 1, 8;_ 1, ST {, 5; s 8;_ J. In this LS representation,
H, is not diagonal. Equivalently, it mixes the states and can lead to a splitting of
the degeneracy. Indeed, the six states transform according to (Table B.6)

Lteri=rer,

and split into a quadruplet and a doublet. The double-group notation is that of Dres-
selhaus [32] as opposed to that of Koster et al. [33].
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However, if one transforms to the J M basis, Hy, is diagonal. That this is so can
be seen from the fact that H,, behaves as

L-S:%(JZ—LZ—Sz)z%[j(j+l)—l(l+1)—s(s+l)].

Combining the p-like orbitals (/ = 1) with the spinors (s = %) leads to j = %
(four-fold degenerate) or j = % (two-fold degenerate) states. We choose phases
following Bastard [7] (Table 3.4). Our next task is to transform the Hamiltonian
into the new JM; basis and then attempt to find exact solutions. We do expect, from
Kramer’s degeneracy, that all the states will be doubly degenerate.

Table 3.4 |J M) states. The

3 3 1

phase factors given agree ‘f 7> = —|x+iy 1),

with, e.g., Bastard [7] and 2.2 V2

Foreman [34] 301 B 1 ) \/j
‘E §>— ﬁ\(x+1y)¢)— ngT),
) P Y
272 = —\/glx—ly - 3IZ¢),
12 L
23] = ﬁ\(x—ly)i),
‘l N_ Lo . 1
5 2>— ﬁ\(x+1y)¢)+ﬁlzT),
‘1 N 1
5_5>_ -l =i N+,
ils 1),
ils |).

3.3.1.1 Hy,

Consider first the spin-orbit term. We need the Pauli spin matrices:

01 0—i 10
ox=<10>,ay=<i0>,UZ=<0_1>. (3.34)

In the J M basis, Hy, is diagonal; furthermore, the matrix elements are only depen-
dent upon J. For example,

33

22

33 g 33\ _ (33} A
2277 22) 7 \22/|4mlc?
(VV xp)-ol(x +iy) 1)

%((eriy) 1

(VV xp)-o

4m(2)c2
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1 , h .
= 5((1C +1y)|W(VV xp)l(x +iy)) - (tla|1)

) h
= 1<XIW(VV xp)ly)- (1ol 1)

Ay
(VV xp). 1y (3.35)

= (x| E?,

4mjc?

using Eq. (3.33). Similarly, one finds

11 11 2A¢
= S|Hels o) = - 22
22 22 3

A more formal procedure is to transform Hy, in LS to H], in JM;.In LS, we have

+ + + + + +
et e 1t et el o5l el

0 —i 0 0 0 1
i 0 0 0 0 —i
Ho=-Ao| 0 0 0 -1 i 0 (3.36)
0 0 -1 0 i 0
0 0 —i —i 0 0
1 i 0 0 0 0

‘We now need the transformation matrix S connecting the LS states to the JM; ones.
The equations in Table 3.4 can be rewritten in column vector form as

[IMHT = 8T . |LS)T, (3.37)
or in row vector form
(JM;| =(LS|-S, (3.38)

which defines the matrix S as

9 0D E-h oD kb u-b
et 5 0 -Fx 00 -
&5t 50 2 0 0 N
s=|iern o -2 o0 o Ji oo (3.39)
le 1) 0 \/Lg 0 \/LE % 0
lex l) 0 % 0 v 0
ef 1) 0 0 —\/g 0 0 \@
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Note that this differs from Eq. (10) of Kane [3] in an overall sign and also in a
different ordering of the JM; basis. We can state that his |JM ) states differ from
ours by an overall sign (Table C.2). The spin-orbit Hamiltonian in the JM basis is

1000 0 0
0100 0 0
- Alo o1 0 0 0
ro_ ¢t _ =0
Hy=SHoS=="0 0 0 1 o o (3.40)
0000 —2 0
0000 0 =2

33.1.2 Hy.,

We now consider the representation of the k - p perturbation in the JM basis:

Hy=Y (r| Hpller) {lot| Hypls) (34D

- Ey— Eiy
In principle, one would need to transform all the states. In Eq. (3.41), the combi-
nation |la)(le| is invariant under a unitary transformation; hence, they can be left
unchanged. Their energies E;, would, in general, experience spin-orbit splittings.
Following DKK, we will neglect the latter effect. The Hamiltonian in the L S basis is

Hpkx 0
0 Hpkk )~
One can now obtain the Hamiltonian in the JM ; basis by performing a unitary trans-
formation

S~'H(K)S,

The small size of the Hamiltonian together with hermiticity makes the direct
transformation to the JM basis fairly straightforward. Furthermore, if left in terms
of the matrix elements H;; of Hpkg, the result reflects the choice of Clebsch-Gordan
coefficients, i.e., the latter (together with hermiticity) govern the structure of the
matrix. For example,

33 33
<5 §|H(k)|§ §>

((x +iy) 1 [HE)[(x +1y) 1)

303 303\
(Hy1 + Hp) =<— —=|HEK)|= ——> =P/,

Il
—— = -

2 2 2 2

1 . 2 o) . \/3
— @& +1iy) | — §ZT| ()I—6(X+1y)¢— §ZT

1 3
(5 s0ors 5)=(75 NG
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1 2
= g HiyIHK)Ix +iy) + 2 (z[H(K)[z)

e 2H 3103 1\,
—g( 1+ Hp)+ %3—<§ —§| ()|§ —§>= ,
<1 =|H(K )| 1>_<L()C+i )i"'L ) |H(k)|i(?€+i )i"‘L T>
2 2 2/ \BT YA VARV &
1 1
= 5<x +iy|HE)|x +iy) + §<z|H(k)|z)

1 11 N,
= (Hn+ Hp + Hy3) =(5 ——|H(k)|— —5)=P",

3 2 2 2 2
O T B L U U8 LD I 2
<§ = ()l2 §>— E(X-Hy)ﬂ ()I%(x+1y)¢— gZT
1 1
= ﬁ(x +iy|H(K)|z) = —ﬁ(Hn —iHp)=S_,
3 3 a3 I L 2
<§ = ()|§—§>— E(X+IY)T| ()I—%(xﬂLly)T— §Z¢
1 1
= 2\/_x+1y|H(k)|x—1y) 2\/§(H” — Hy —2iH)y)
3 Lt V[ 2 e e I
<§ =l ()l2 §>— %(X-Hy)i— §ZT| ()|%(X+1y)¢+ﬁZT
1 2
= m(x +iy|H(K)|x +iy) — §<Z|H(k)|Z)
1
= m(Hn + Hy — 2Hz3) = —20,

3 . 1 1 H K V2 ik .
<2 2| ()I2 §>——ﬁ(x—1yl ()IZ>—T(ZI K)|x +1iy)

1 . 3
= —E(Hm +1iH3) = \/;S+~

In the above derivations, we have used the fact that H;; = H};
3.3.1.3 H(K)+ H,,

The total Hamiltonian is given in Table 3.5. Note that there are a few sign differ-
ences between our Table 3.5 and Eq. (65) of DKK. These can be accounted for by
differences in the phases of two of the basis functions (Table C.2), even though DKK
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did not give theirs explicitly. For example, in our case, the (1,5) and (2,6) matrix
elements have the same sign; in DKK’s case, they have opposite signs. Equation
(4.3.14) in S. L. Chuang’s book [15] (and Eq. (20) of Elliott [35] but there are other
problems here as we will see below) also have the same structure as DKK’s; in
the former case, the basis functions are given and the sign difference in two basis
functions is consistent with our interpretation of DKK’s basis. Our Hamiltonian has
the same structure as that of, e.g., Kane [3] (not surprisingly since our bases only
differ by an overall negative sign) and, in fact, of Luttinger—Kohn [6] as well, as we
will see later for both cases. Nevertheless, the subsequent evaluation of the secular
determinant leads to the same characteristic equation. Our Hamiltonian does agree
with that of Kane [3] upon re-ordering the basis. Before we treat the approximate
eigenvalues, we give here the explicit and independent matrix elements of the 6 x 6
Hamiltonian given in Table 3.5, using the notation of Elliot [35]:

H H 1 h2k2
(1,1)=(4,4)=u:—(L—i—M)(kz—i-k )+ Mk2 =P — —,
2 2 2mg
Hyz —iHp; N )
1,2)=——2 "2 — " (k, —ik,)k. = R,
NE) V3 e
Hy — Hyp —2iH) 1 )
1,3) = — - L — M)(K? — 2iNk k] =
(1.3) 23 23 I e~k - /]
Hy| + Hy +4H 1
2.2)= (.3 = 1T g” 2 = C[(L+SMYK + k) + 2L + MK]
1 N 2Q h2k?
6 3 2mo’
Hy; + Hy — 2H33 1 2 42 2
(2,5 = = (L — M)(k> +k3) — 2(L — M)k
3V2 3ﬁ[ e :
= —=(P -20),
\/_
Hy + Hy + H L+2M
(5.5)= (6,6 = Tt 0 LAEM,
3 3
B l(P—i- 0 4 R2k?
o 3 0 2m0'

The above can be summarized into the Elliott-Luttinger—Kohn Hamiltonian in
Table 3.6, after adding the diagonal free-electron energy term. Note, however, that
our matrix differs slightly from the original Elliott [35] and LK [6] ones due to
the different basis functions used. Indeed, if we correct for the difference in basis
function, we do reproduce the LK Hamiltonian, Eq. (V.13); but we do not reproduce
that of Elliott. Our P and Q are identical to the latter but not R and S. Since we
have already used L, M, N as DKK parameters, we have introduced a new notation
to replace the k-dependent L, M of LK; we, henceforth, refer to the LK k-dependent
matrix elements as Py, Qr, Ly, My . The relationships between ours and LK’s are:
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oq — ud
0 oq —ud
[
L Nyt d !
@W\(| +%m ) ud =
SEfr- Dpr- q 0 ud
yep- sLE— 0 ¥- S d
T_ T [ c_C c_ ¢ [ [
G-t G G-l G-l gl (g
0 € 7 (783 o I
q - seg4ag+ig o e—tlg eee—ag+-pg -ty N_N.NMNITNle:ml
O € M o _ 73 o
O q sg4ag+yg dgrwg—ag—lig e—clg -+ ety
I 9 z & 1
ety g+ —ig ag+tig -l - e+ —1ig o
Yt [ 1704 9 g/t
Sgc—g+ig ey <gi—cig g+ gy 0 gt —ig
[ Yt g/t 9 &
ei—tlg stg—ag+iy dgrwg—ag—lig o wg+lg+eegy ety -
w L7 AL |4 4
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39

Table 3.6 DKK Hamiltonian in J M basis using Elliott-LK notation. Note differences compared
to Eq. (20) of Elliott and Eq. (V.13) of LK. The free-electron energy was added to the DKK

Hamiltonian
3 Bh B B-h By 1-h)
ip R N 0 L V2s
* 1 2 1 3
R 1pt2g 0 -5 (P -20) —\/;R
* 1 2 3 1
S 0 1pt20 R NS (P —20)
0 —5* R* ip —/25* VLS
1 * 1 3 1
— R 5P -20) IR -v25 LP+0)- A 0
* 3 px 1 1 1
V2S iR sp-20) — LR 0 LP+0) - 4
with
R2k?
P = (L+ M)(k; +k}) +2Mk; + —,
i —
Rk
Q = Mk} +k}) + Lk} + —,
Y z 2m0
R N (ky — ik, )k
= ——=kx = 1Ky)kz,
V3 '
1
S = ——— [(L — M)(k? — k?) — 2iNk.k,].
2\/§[ X y ,]

(3.42)

2 2 2 h2k2 2 2 2
P = (L+ M)k +k2)+2Mk> + = (AL + BL)(k; + k) + 2B k2 = Py,
. 0
h2k?
Q = MK, + k) + Lk + — = 0,
2m0
N
R = —ﬁ(kx —iky)k, = —iLy,
S = b (L — M)(k*> — k?) = 2iNk.k,| = —M
= Zﬁ[ X ¥ 1 x y] = L-

This form of the Hamiltonian is not widely used; exceptions include, e.g., in the

paper by Sercel and Vahala [36].

While this Hamiltonian is often called the Luttinger—Kohn Hamiltonian, we note
that it appears to have first been written down by Elliott in a related form [35]. There
is also another form of this same Hamiltonian, e.g., in S. L. Chuang’s book [15], in
terms of the Luttinger parameters. However, since we have not yet introduced the
Luttinger parameters, we will present this other form later. Note further that the
quantities P, Q, R, S are different from the definitions in our canonical form in

Table 3.5.
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3.3.2 DKK Solution

The full 6 x 6 determinant cannot be solved analytically. If one assumes that the
hh/lh states can be decoupled from the spin-split-off hole (sk) states (as they are for
k = 0), then one has a 2 x 2 and a 4 x 4 block. The spin-split-off block can obviously
be diagonalized exactly. The 4 x 4 block, it turns out, can also be diagonalized
exactly here due to the fact that all the states are doubly degenerate from time-
reversal symmetry in an inversion-symmetric structure (Kramer’s theorem).

We first obtain the spin-split-off dispersion. The 2 x2 block is given by Eq. (3.43).

Hy +Hy+Hjy
1 32 B\ — A 0

O H11+H322+H33 — = A() =0. (343)

Not surprisingly, the matrix is already diagonal, reflecting the double degeneracy
expected. The eigenvalue is

Hi1 + Hy + H3;
3

1
=—Ag+ §(L + 2M)k>.

A=—Ag+

The dispersion is

n2k? 1 5 5
EgpK)=— — Ao+ =(L+2M)k” = — Ay + Ak~ (3.44)
2m0 3
where
1 B2
A= —-(L+2M)+ —. (3.45)
3 2m0

We now evaluate the 4 x 4 determinant in a straightforward manner:

Hy+Hy A _ Hiz—iHy _ Hy —Hy»—2iH)) 0
2 V3 2V3
_ Hiz+iHy 4Hyu+Hu+Hy A 0 Hy —Hy—2iH)
V3 6 2V3
_ H,—Hp+2iH), 0 4Hy+Hy+Hy R Hy3—iHy;
2V3 6 V3
0 Hy —Hy+2iH) _ Hiz+iHy Hy+Hy A
23 3 2
(1 i :
= E(H“ + Ha) — )»] [5(41‘133 + Hi + Hp) — )»]

1
6
X [(Hll — Hy)* +4(H}, + Hiy + H223)}

1 1
[8(41‘133 + Hy + Hyp) — )»] |:§(H11 + Hy) — )»}
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1 1
+ g (His + Hop) [(Hiy = H)* + 4HY | + 5 (HYs + H)’
4 [(H H )2+411r2]2
124 11 22 2] -

Making use of the double degeneracy of the states, we recognize that the secular
equation can be rewritten as

(x —a)y’ =0,
where
1 1
x = 8(4H33 + Hyy + Hyp) — A E(H” + Hyp)—A|,
1
a=— [(Hy — H»)* +4H}, + 4(HY + Hy)].
Then, writing x = a, we have
1 1
8(4H33 + Hy + Hp)— A E(Hn + Hy) — A
1
= o5 [(Hi = Hoo)? + 4HF, + 4(H + )],
or
) 4 1
AT = g(Hn + Hy + H33) | A+ §(4H33 + Hyy + Hx»)(Hyp + Hy)
1
) [(H\ — H»)* + 4(H{, + Hiy + Hy)] = 0. (3.46)
The eigenvalues are
1 1[4 s
A= g(Hll + Hy + Hz3) £ 2 §(H11 + Hy + Hz3)
1 1/2
+3 [(H\1 — Hp)* + 4(H}, + Hjy + Hyy) — (Hiy + Hp)(@Hss + Hyy + H22>]}
1 2 1 274 Nz 27,2 272 27,2
= (L +2MR 2§ S (L + 2MPK + = (K + KK + KK
1 172
+ D [(H\1 — Hyn)* — (Hyy + Hyp)(4Hss + Hyy + sz)]} . (3.47)

It remains to simplify the last term of Eq. (3.47). Note that

1
T [(Hi1 — Hy)® — (Hi1 + Hy)(4Hss + Hyy + Hp)|



42 3 Perturbation Theory — Valence Band

1
=10 [(Hii — Hx)* — (Hi + Hy)® — 4Hs3(Hiy + H)]

1
=73 [Hy1Hy + HyHss + H3z3Hyy

1
=3 (L2 +3M) KT + KIS + K2 + MPG + Ky + D)
F2M LG + Ky + k4 Kk + Kk + k2D (3.48)

while

1 1 2
6(L +2M)* Kt = §(L — MY*k* + MKt + 5M(L — M)k

1 e M 4
= (L — MY+ QL+ MK (3.49)

Combining Eq. (3.48) with the second term on the right-hand side of Eq. (3.49) and
using

K=k 4k 4+ k2 = (k§ + ky + kD) + 20k + Kk + k2k3),

we finally get

%HM(ZL MK — [(L2 4 3M)yy + kye + ko) + MRS+ K+ k)
F2ML(KS + Kb+ K+ ko + Ky + kzx)]} = %(L — MY (kyy + ky: + ko),
where we have written
key + kyz + kox = kiks + Kok + k2K

Hence, the dispersion is

1 1 1 2
E(R) = (L + 2M)k* £ {§(L - Mkt + 3 [N? = (L — MY*] (k2k; + kok? + kgkf)}
= AR £ [B* + CHKE + K212 + k2], (3.50)

where

A= 1(L+2M)—|— r
3 2my’

B— %(L _ M), (3.51)
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2 1 2 2
c =§[N — (L —M)].

Note that these solutions are identical to Egs. (3.13) and (3.14).

3.3.3 Kane Solution
Kane [3] sought to block diagonalize the Hamiltonian as much as possible via uni-
tary transformations before looking for analytic solutions. The key is to recognize

the structure of the Hamiltonian matrix, here due to time-reversal symmetry. The
Kramers operator for a crystal with inversion is

K = —ioCl, (3.52)

where [ is the inversion operator and C is complex conjugation. The basis can then
be written as

b1, P2, $3, K1, Kepa, Kps. (3.53)

Here, they correspond to

33\ |31 1\ (3 3\ |3 1 1 1
22/ 12272272 2[712 2[7]2 2/

Since K is equivalent to the time-reversed symmetry operator, the states ¢; and Ke;
differ in their m values: +m, respectively. Luttinger and Kohn [6], on the other hand,
defined the time-reversal operator as

K = o,C. (3.54)

The |J +|m|) states of LK differ from ours; since K is also different, the |J —|m]|)
states differ as well. We have,

(KillCoj) = (iloj)",
(KoilHIKgj) = (@il H|p;)", (3.55)
(Pi|HIKp;) = —(¢; | H| ;).

We, therefore, reorder the transformation matrix S from Eq. (3.39) into U defined by
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33 B3 52 [5-3) 5-3) |5-3)
S LI
5 & 0 0 % e
u=\|lest 0 -3 % 0 0 0 . (3.56)
lef L) 0 x = - 0 0
le; V)0 % A 5 0 0
le¥ l) 0 0 0 0 -3 %

Our U differs from Kane’s Eq. (10) [3] by an overall sign but otherwise has the same
ordering. Thus, the Hamiltonian can be written as (using Kane’s basis ordering)

G T
H= (_F* G*), (3.57)

where I'T = —I'. Note that our U in Eq. (3.56) is of this form too:

S R
UZ(—R* S*)'

Comparing Eq. (3.57) with Table 3.5 and accounting for the ordering difference, we
find

Hy+H» —Hiz+iHy Hiz—iHs
2 V3 NG
—Hiz—iHyy  Hu+Hp+4Hs Hi+Hp—2Hs
G = 7 6 32 , (3.58)
Hi3+iHys Hy\+Hy»—2Hs3; Hi+Hp+Hys A
NG 32 3 0
0 —Hu+H»+2iH),  —Hy+Hyp+2iH)
2v3 NG
_ Hy —Hy—2iH)p Hi3—iHy;
I = Wil 0 7 . (3.59)
Hy —Hyp—2iH) —Hi3+iHy 0
NG V2

Following Kane, we introduce
Xe'* = —Hyy + Hy + 2iH,
Yel! = Hyy — iHas, (3.60)
Z = Hy1 + Hy — 2Hs3.

One can then show that the following transformation
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with
L (e 5%) 0 0
S| = — 0 ('-35 0 , (3.61)
V2l 0 &%
L [—eCED o 0
R =— 0 —el(7 =% 0 , (3.62)
V20 0 D)
transforms the Hamiltonian into
; G I’
H = (_F/* G/* ’ (363)
where
Hy+Hy —Y4iX/2 Y+iX
2 3 6
G — Y—iX/2 H,1+1}£+4H33 Z/3+iY\c€s(x—2n) (3.64)
- V3 6 V2 ’ :
Y—iX Z /3—1Y cos(x —2n) Hi+Hp+Hys A
NG V2 3 0
0 0 A 0
r=1|o 0 Yoiny—2m) | (3.65)
0 —Y sin(x—2n) {f

2

Obviously, I'" is zero for certain values of the wave vector; in that case, the Hamil-
tonian is block diagonal.

3.4 Wurtzite

Another important type of band structure is that of wurtzite-type materials.

3.4.1 Overview

The band structure and optical properties were first studied in the late 1950s [37—40].
Pikus [41] obtained the valence band using the method of invariants and provided
a six-band model. Gutsche and Jahne [42] wrote down a 12-band model for the
valence band at k = 0. The bulk band structure regained attention in the 1990s due
to the growth of high-quality epitaxial GaN and AIN. Thus, Sirenko and cowork-
ers extended the study of the valence band [43—-45] while Chuang and coworkers
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[46, 47] introduced a Kane model and also used perturbation theory to compare
to the invariant method. A coupled conduction-valence band model was introduced
by Lew Yan Voon et al. [48], in which the conduction state was folded into the
valence block and the latter diagonalized exactly. A treatment where they are treated
on an equal footing was by Andreev and O’Reilly in 2000 [49] and used subse-
quently [50, 51]. Band parameters for a number of wurtzite (WZ) materials have
now been obtained [45, 46, 52, 53]. There have also been a number of studies for
nanostructures [43, 46, 47, 54-58].
Some basic differences compared to the ZB problem are:

e The symmetry is hexagonal [C gv (6 mm)] instead of cubic.

e The six-band valence Hamiltonian now has 10 parameters (seven A; and three
A;) instead of four.

e The bulk Hamiltonian with spin-orbit interaction cannot be diagonalized exactly
at k = 0 using only symmetry-adapted functions.

The WZ semiconductors are generally large-band-gap materials (except for InN
with a band gap of ~ 0.7 eV [59, 60]) with a direct gap at the I" point. The presence
of both a crystal-field splitting (compared to a cubic structure) and spin-orbit interac-
tion leads to a complex valence-band structure consisting of three doubly-degenerate
bands at the I" point; they are known as the A, B, and C bands.

Just as for the cubic semiconductors, the band structure near the I" point will
be of interest. One complication is that basis states that transforms as s, p, d, ...
will no longer diagonalize the Hamiltonian even at that point. This is clear from the
irreducible basis functions given in Table B.10.

3.4.2 Basis States

Different models for the band structure of WZ materials have been considered,
corresponding to different basis functions. In Table C.9, we list together the main
choices of basis states. We have maintained the notation in the original papers,
whereby the basis functions for, e.g., Chuang and Chang [46] are given in capital
letters whereas the ones for Gutsche and Jahne [42] are in small letters. As noted by
Chuang and Chang [46], other work have been less explicit in their basis functions
and, as a result, discrepancies have arisen among the various Hamiltonians to be
found in the literature. For example, Pikus [1, 61] and Sirenko et al. [43] only men-
tion that they used the LS and J M; basis without giving the full representations. As
we did for ZB materials, we will provide as complete a picture as we can regarding
the various Hamiltonians and the corresponding basis functions.

3.4.3 Chuang-Chang Hamiltonian

The presentation of the Hamiltonian within perturbation theory was done by Chuang
and Chang (CC) [46].
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Both spin-orbit and crystal-field splitting are important for WZ materials; hence,
it is common to use basis functions that reflect this. The Hamiltonian consists of two
terms—one with constant energies, and one k-dependent:

H(K) = Hy—o + Dexe(k), (3.66)

where the D matrix was defined in Eq. (3.6). As WZ differs from ZB by the inequiv-
alence of the z axis from x and y, one can use a basis that resembles the J M states
for cubic crystals but with the Z function separate. This is the so-called u basis and
is given in Table 3.7.

Table 3.7 u basis states for

the valence bands of J:
wurtzite [46] Is lur) —%KX—HY) 1) Yyt 3
Is  up) SIX =it vt
N ) 1Z 1) Yiot 3
I ua) FX =iy ol =3
s us)  —IX+iNL) Vil g
I |ue) 1Z 1) Yiol -3
3.4.3.1 H—
We have [using Eq. (3.32)],
Hk:() = H() + HS(, = H() + Hs,ioi- (367)
In the u basis, for example,
(| Hocolir) = (——=(X +1¥) 1 |[H| — —=(X +i¥) 1)
u —olU = (——= —_—
1 k=041 \/i \/E

N =

[(X 1 [HolX 1) + (Y 1 [HolY 1) + iX[Hy | Y)(1 loz| 1) — Y |H | X)(1 o] 1)]

= (X|HolX) + % [(X|H,.IX) — (Y|H,.|X)]

EEv+A1+A27

(us| Hy—olug) =

—_—

1 1
E(X — 1Y) 1 |Hy—lZ ¢> = <E<X — 1Y) 1 [HolZ ¢>

[(XIHs 3| Z)(1 loy| L)+ {(Y [H | Z)(1 o] 4)]

Sl- 6l

[—i(X|Hs 1 Z) +i(Y|Hs | Z)]

[
S
e
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Then Hy—o in the u representation is

13)) u2) u3) ua4) |us) [u6)
E,+A + A, 0 0 0 0 0
0 E,+A—4A, 0 0 0 V243
Hy_o = 0 0 E, 0 V245 0 ,
0 0 0 E,+A +A4, 0 0
0 0 V245 0 E,+A —4, 0
0 V245 0 0 0 E,
(3.68)
where
(X|HolX) = (Y[|HolY) = E\, + Ay,
(Z|HolZ) = E\,
(X|H,,|Y) = —iA,, (3.69)
(Y|Hsx|Z) = (Z|H; y|X) = =143,

3.4.3.2 Dgxe(k)

Since Dgx¢(K) does not include the spin-orbit interaction, its matrix representation
in the LS basis can be written as

(NN
Dsyxs = | D3xz O . (3.70)
0 Dsxs

For D53, one can start with the Hamiltonian in the X, Y, Z basis:

| X) |Y) 1Z)
b | LR+ MK + Mok Nikyk, Nokk.
3 Nikyky MK + Lok + Mok? Nokyk,
Nok ky Ngkzky Ml(ki + kg) + szzz
(3.71)
We have
2p%, Py n? S 2pyp)
L = 1+ x1Pix SRS _ APviPliy ’
( Z mo(Eo — Ep) 2my ; mo(Eo — Ep)
5 2pyp;
LZ — 1 4 ZIrlZ
( Z mo(Eo — Ep)
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M,

hZ B zpz pz h2 B 2pz pz
? mo ( Xl: mo(Eo — E7) 2myg Xl: mo(Eo — Ep)

B B
M; = n 1 Z 2p7Piy _ 2 1+ Z P%zplz
mo —~ mo(Eo — Ep) 2mg —~ mo(Eo — E)
B ,
. )3 PxiPiy + PxiPly
m? . (Eo— Ep)

B B z ,
U 3 PiiPiz + Papiz\ _ 2 ()L 3 PyiPiz + PyiPiz
mg —~  mo(Eo — Ep) mg —~ mo(Ey — Ep) '

where p%’a = (X|pyll), ...The matrix can now be written in the u basis. For
example,
1 ) .
(ur|Dluy) = §<(X+1Y) T IDI(X +1Y) 1)

1
5 UXIDIX) + (Y|DIY) +i((X|D|Y) — (Y| D|X))]

1 2 2 2

E(Ll + My)(ky + k3) + Mok = Dy,
(u3|Dlus) = (Z 1 |DIZ 1) = M3(k; + k}) + Mok} = D33,
(2| Dlur) = (X =i¥) 1 |DI(X +iY) 1)

(Ly — M)k} — k) + iNikoky = Dy,

N = N =

1 1
(uz| Dluz) = E«X —iY)1|D|Z 1) = ENZkz(kx + iky).

The D matrix is then

Dy, Déﬂl _D%
Dy Dyy Dy 0
—Dy3 D33 D33

- - 3.73
Dyy Dy Dy (3-73)
D§1 Dy _Diks
D33 =D Ds;
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The complete Hamiltonian matrix is given in Table 3.8. For WZ, we have [46]

L — M, = Ny. (3.74)

Table 3.8 Six-band Chuang—Chang Hamiltonian in u basis

lur)  luz)  luz)  Jua)  fus)  lue)
F —-K* —H* 0 0 0
—-K G H 0 0 A
Heey— | =H H® % 0 A 0
0 0 0 F —-K H
0 0 A

0

0 A
where
F=A+A+1+06,
G=A—-A+Ar+06,
A= Lok + M3k} + k),

0 = (M — LpkZ +(

L+ M
S MK+ ),

N
K = 7‘(1@( + iky)?,

N> .
H = 2k, +ikyk,
V2 ’

A =24;.

The model has an exact solution at k = 0. The following states are decoupled:
lu1), and |uy). There are two coupled pairs: |u,) and |ug), and |u3) and |us). The
energies are E; = E, + Ay + A,, and

2
E, = E, + (AIQAZ) +\/<(AIQA2)> 1242, (3.75)

A —A Al — M)\
By = B, 4+ A1=4) (41— 4) +2A%, (3.76)
2 2

An example band structure for GaN is shown in Fig. 3.4. The band structure was
obtained from an ab initio calculation and fitted to the RSP Hamiltonian. The latter
is equivalent to the CC Hamiltonian and will be introduced in Chap. ??. The bands
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are plotted along I" — A (k;|) and along two directions perpendicular to k. In-plane
anisotropy is observed by the difference between the two k, directions.

01 0.05 r 0.05 0.1
WAVE VECTOR (21/a)

Fig. 3.4 GaN valence-band structure from an ab initio calculation with a fit to the RSP
Hamiltonian(solid line). k|| corresponds to I" — A. Open squares: I" — K direction; filled circles:
I" — M direction. Dashed curve is a fit without the A; term. Reprinted with permission from [62].
(©1997 by the American Physical Society

3.4.3.3 Block Diagonalization

A block diagonalization scheme can be written down. This was first carried out by
Sirenko et al.[43] and Chuang and Chang [46]. The trick is to recognize that the
vectors have azimuthal symmetry in the x-y plane. The choice

ky + ik, = kje' (3.77)

leads to the off-diagonal matrix elements being written as

. N
K = Ky, K = =12, (3.78)
2
A N
H = H’ H = \/—%kukz. (3.79)

The explicit ¢ dependence can then be eliminated by rescaling the basis func-
tions [15]:
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3i
uy, =e2%uy, (3.80)

Ug = e%"’uﬁ,
or luj) =3, T;jlu;), where
a*0 0 a 0 O
0o 0 0 B*0
1008 0 0 B
T=1w00 -« 0 0f (3.81)
0B 0 0 —B*0
00-8*0 0 B
and
o= LeGneio g Lidntio, (3.82)
V2 V2
Finally, the Hamiltonian matrix becomes
K| G A —iH| 0 0 0
s | 1H A +iH) A 0 0 0
HR=1"0 o 0 F K iH, (3-83)
0 0 0 K|| G A ~|—iHH
0 0 0 —IHH A — IHH A

3.4.4 Gutsche—Jahne Hamiltonian

The basis for the above CC model consisted of the three Y| functions together with
the two-component spin function. The spatial functions only transformed accord-
ing to I} and [5. In the Gutsche-Jahne (GJ) basis, spatial functions transforming
according to I, I'5, I's and Iy are used (Table 3.9).

Hence, the GJ model is a 12-band model with spin for the valence band of WZ.
Note, however, that they only set up the Hamiltonian at the I" point. In the GJ basis,
H;_o actually block diagonalizes into two 6 x 6 blocks as the last six states are
Kramers partners of the top six:

Hio = (5. ) (3.84)

where



3.4 Waurtzite

Table 3.9 Basis set for

53

3 © s lu?) (x —iy) 1)
wurtzite: Gutsche-Jahne [42] n ) 1) Iz 1)
Ls  lus 1) (xr +iy)? 1)
s ojus ) x(3y% —x?) |)
s ust) |(x +iy) 1)
Ls  lul) | +iy)? 1)
s us|) |(x +iy) })
I [ —ui 1) [—z 1)
oo lugl) o —iy)? |)
I l—ust) =3y 1)
s jus ) (x —iy) })
Lo l—ugt)  [—@—iy? 1)
lus 1) lur d)  lue ) luzl)  lus 1) lug )
Es—% 25 0 0 0 0
L2p; K 0 0 0 0
S = Es+% 3 0 0o |. 683
a8 E; 0 0
Es+5 24
As A
3 = (slHaclis), 55 = sl Hilus),
4; 1 . A 1
3= —2<uans,+|u5>, 8 ﬁ<u3|HS,+|u6>, (3.86)
Ay 1
3= %(usle,Hus),

with H, , = H,, +iH,,,.

The GJ Hamiltonian can be diagonalized exactly. The energies are [42]:

gre M ey 24 [ -y - 2] + 8anp

7—2 5 1 3 5 1 3 9 7 9

Ey = | (Es+ Es) — 2 & [|(Ee - Es) A62+8|A 2 (3.87)

8—2 6 3 3 6 3 3 9 8 3 .
As— A As+ AsT> 8

Eo= - (E6+E5>—ST%\/[(E5—E6)—%] + 5l
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where each of the above energies are doubly-degenerate due to time-reversal sym-
metry and the corresponding linear combination of basis states is given by

VI=g*lu' 1) +qlu” ), (3.88)

with
_ . -
61272 :l 1F ] s ¥
(I—gq7) 2 \/[E—E—5]2+§A2
s—Ei— 5 AZAVIRE
- . Z
ng :l - E¢— E3+ 3 (3.89)
(I —gqg) 2 2 ’ ‘
% VB — B+ 4T + 3lask
61292 :l - ES_E6+%
(1 —gq9) 2 2
o L VB - Bot 2387 4 Sagp

As discussed by Gutsche and Jahne [42], this model requires eight parameters
(with a ninth set equal to zero) in order to describe the valence-band structure of
WZ at k = 0. This is to be contrasted to the k - p theory for ZB, with only one
parameter (Ag). The structure of WZ can be viewed as starting from the ZB one and
straining it along the [111] direction. The consequence in reciprocal space would
be a zone folding of ZB bands along the L direction. This is consistent with the
doubling of the number of valence bands for WZ compared to ZB. This effect leads
to the As—Ag parameters [42]. Ag is an interaction between the two anions in the
unit cell, an effect which is missing for ZB.

A closer comparison is to the CC model. Recall that the latter is only described
by three parameters, A;—As at k = 0. This reflects some of the shortcomings of the
CC model-even though the latter is widely used.

3.5 Summary

It was shown how perturbation theory can be used to obtain the valence-band Hamil-
tonian for both cubic and hexagonal crystals. The cubic case was done specifically
for the Dresselhaus—Kip—Kittel Hamiltonian and the latter was related to a few
other Hamiltonians in the literature. It was found that the DKK Hamiltonian, in the
absence of spin-orbit coupling and an external magnetic field, only has three band
parameters. The case of a wurtzite semiconductor was then treated along similar
lines; for the most widely used valence-band model, the Hamiltonian has 10 band
parameters. Variations on the latter model were then discussed.



Chapter 4
Perturbation Theory — Kane Models

4.1 Overview

The models of Dresselhaus—Kip—Kittel and Luttinger—Kohn work well to describe
the valence band of most cubic semiconductors. However, one might question the
validity of degenerate perturbation theory for small band-gap semiconductors such
as InSb (Ey ~ 0.5eV). Our next method is a form of quasi-degenerate perturbation
theory applied to the multiband problem. There are two basic ways one can improve
the band-structure model. In both cases, the basic idea is to replace the differential
equation, Eq. (2.6), by the corresponding matrix representation. This is achieved by
expanding the cellular function in terms of a complete set of cell-periodic states;
to be exact, the representation should be infinite. In the first method, the problem
will be approximated by diagonalization within an appropriate subspace. This cor-
responds to treating the interaction of the selected bands exactly. Any discrepancy
with experiments can then be attributed to the neglect of interactions with the distant
states. In the second method, one can include the distant bands via a downfolding
procedure. The quasi-degenerate perturbation theory was introduced by Kane [3].

The approach taken by Kane was that, for small band-gap semiconductors, the
valence-band model of Dresselhaus—Kip—Kittel and Luttinger—Kohn needed to be
improved by the addition of the lowest conduction band. Subsequently, it has been
found that such a model fails to reproduce the nonparabolicity of the lowest con-
duction band in materials such as GaAs, where the next conduction band is not any
more distant. This has led to the consideration of so-called extended Kane models
with as many as 14 bands [23]. When such details near an extremum point is not
needed but rather an overall description over the whole Brillouin zone, the exact
diagonalization within a finite subspace can work surprisingly well with as few as
15 bands [5].

4.2 First-Order Models

For conciseness, and partly for historical reasons, we illustrate the model for ZB.

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 55
DOI 10.1007/978-3-540-92872-0_4, © Springer-Verlag Berlin Heidelberg 2009
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4.2.1 Four-Band Model

We first consider the subspace of I, and s, states (Fig. 4.1). The states are chosen
to be S, —iX, —iY, —iZ; this choice of phases makes the Hamiltonian real. The

exact
rlc ~ S \,/

Eo P

Disy~ X, m

Fig. 4.1 Four-band model (zincblende symmetry)

Hamiltonian is

S —-iX —-iY -iZ
ek)+Ey kP kyP kP
H(K) = e(k) 0 0 , 4.1
e(k) 0
T e(k)
where
h2k? . h
e((k) = o P = —i—(S|px|X). 4.2)
mo mo

This Hamiltonian is actually equivalent to a two-band model for the conduction
electron and light hole (but this is often referred to as a three-band model since the
[h state is two-fold degenerate), with separate solutions for the heavy holes. The
solutions are

% (twice — hh),
EKk) = 0

4.3)
o) + 2+ /() +K2P2.

The hh corresponds to a bare electron. All the dispersion relations are isotropic; but
now nonparabolicity is present.
The effective masses are given by

L:i<1iﬂ>, (4.4)
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similar to the two-band case (if P’ is neglected for ZB), Egs. (2.26) and (2.29). One
disadvantage of the four-band model is that it does not differentiate between ZB and
DM (since P’ is absent).

4.2.2 Eight-Band Model

Before we study more accurate models that include remote contributions, we would
like to see how the inclusion of spin transforms the four-band model. The appropri-
ate bands are shown in Fig. 4.2. As we have already seen in previous chapters, one

o
2

Ey =]
Ty |
A0
1_7\, /\

Fig. 4.2 Eight-band model (zincblende symmetry)

can diagonalize the spin-orbit perturbation by using the |JM;) states (Table 3.4).
With the notation,

ky = ke £ iky, (4.5)
and the basis ordering
31 33 11 3 1 3 3 1 1
S sl A Al A Al A A 7.S sl A Al A T Al AT A
s 22> '2 2> 22> 15415 2> 2 2> 2 2>

the eight-band Hamiltonian in Table 4.1 is obtained. For example,

1 1 1
— — — Pk,.
V2 V2 V2T

The latter cannot be completely diagonalized for arbitrary k. We will use intu-
ition. First, note that the four-band problem is isotropic. We would, therefore, expect
the present model to be too. Looking at the Hamiltonian, it is clear that only a 4 x 4
problem need be solved if k = k_; such a choice is allowed by the isotropy and the
Hamiltonian becomes

<iST |H|§ %>=<iST |H|—(X +1Y) T>= P(ky +iky) =
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Table 4.1 First-order eight-band Kane Hamiltonian in JM; basis

iIs 1 3z B3 133) 154 =3 B3 li-3)
k) +Ey —/3Pk. %k.,. 1 Pk. 0 —\/ng_ 0 —\@Pk_
—\/ 3Pk, (k) 0 0 1Pk 0 0 0
%k_ 0 e(k) 0 0 0 0 0
1 Pk, 0 0 e(k) — Ao 1Pk 0 0 0
0 Tk, 0 LAy e+E i Lk [k
i 0 0 0 SNEL 0 0
0 0 0 0 %lw 0 e(k) 0
i 0 0 0 o3 0 0 e — A
where
h2k?
e(k) = 2—’"0
ke = ke *iky,
h
P = —i—(Sc|p.|Xv).
mo
Hog = | A1 0
W=1"0 g, |
where
e +E — I 0 o
2
b = —\ﬁ Pk e(k) 0 0 “6)
2 0 0 e(k) 0
\@ Pk 0 0 e(k) — Aq
All the bands are doubly degenerate. The determinantal equation is
e(k) + Eg — E(K) —\/gpk 1Pk
[e(k) — E(K)] —\/g Pk e(k) — E(K) 0 =0.
\@ Pk 0 e(k) — Ag — E(K)
4.7

Hence,

21,2

hk
Ek) = g (hh),
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and

[E(k) — (k) — Eo] [E(k) — e(K)] [E(k) — e(K) + Ao]
= k> P? [E(k) —e(k) + %Ao} . (4.8)

Equation (4.8) contains the e, [/, and sh solutions. Formally, it can be seen that the
k - p coupling only exists among the M, = :t% states. Before we solve them for
the effective masses, consider a general treatment of the Hamiltonian matrix. Since
we expect the dispersion relation to be isotropic, one can rotate the axes. We have
already seen that k = k, block diagonalizes H. Hence, one can rotate the basis
functions such that the z-axis is along k. If k is located at (6, ¢) with respect to the
cubic axes, the transformation is

T’) ( e i0/2 cos% eld/2 sing> (T)

= —ip/2 ;B /2 oy D ; (4.9)
< K —e /2 sin § e?/2 cos § l

X' cos 6 cos ¢ cos 0 sin ¢ —sinf X

Y | = —sing cos ¢ 0 Y1, (4.10)
z sin 6 cos ¢ sin 0 sin ¢ cos 6 z

since (0, ¢) correspond to the first two Euler angles. In terms of the rotated basis
functions, H is block diagonal. For example, using

(1) =10t"11)=0,

we have
S’T’|H|1 v = 1(S|H|X’ iY’)
2 2|7 3
1
= —E(S|H|cos0c0s¢X + cos@singY —sinfZ +isingpgX —icos@Y)

= —%P (cos 6 cos ¢k, + cos 8 sin ¢k, — sinOk, + isin pk, —icos q)ky)
=0,

since k = k(cos ¢ sin 6, sin ¢ sin 8, cos ). The effective masses will now be extracted
from the dispersion relation. The 4/ mass is obviously the free-electron mass.

4.2.2.1 Electron
For the electron,

h2k?
E(k) ~
2m

+ Ej.

e
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To order k2, Eq. (4.8) becomes

Wk Rk? Eo(Eo 4+ Ag) ~ h2k2E E+2A
2. 2m0 o(Lo o~2mP ot 340),

and

1 Ep(Eg+2A 2E 1 E
-1 Er(Eo+ 340 _ el Rl S 4.11)
me/mg (Eo + Ag)Ey 3Ey 3Ey+ A4

4.2.2.2 Light Hole

For the light hole,
h2k?
E(k) ~ —
(k) I,
From Eq. (4.8),
Rk? hPk? (—Eg)A hzsz 2A
2y 2me 0)Ap ~ ] 340,
and
1 2 FE
—1_z=F (4.12)
my,/mo 3 Ep
4.2.2.3 Spin Hole
For the spin hole,
h2k?
E(k) ~ — Ay.
Mgp
Again, from Eq. (4.8),
R2k: Rk (Eo + Ag)A hzsz lA
2o 2m0 0 0)Ap ~ e Ep3 40,

and

1 Ep

_ =1 —— 4.13
Mgy, [ mg 3(Eo + Ao) (589
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4.3 Second-Order Kane Model

We are now ready to look at all the implications of the Kane model. Recall that
we have studied the first-order Kane model, whereby only the interactions within
the desired subspace are included. We will now include the second-order terms and
consider DM and ZB.

4.3.1 Lowdin Perturbation

There are two approaches to including the remote bands. One is based upon the
equations derived in Appendix A. The second-order renormalized Hamiltonian in
the quasi-degenerate A class is given by [Eq. (A.13)]

H,.H
Uy = Hon 3 et
aeB

0[0()

form,n € A.Fora € B,

1
Co=—Y UAC,.
(E - Howz) ;

Note that, in this technique, the correct energy E appears in the definition of the
Hamiltonian. Since it is to be determined, it is traditional to replace it by either the
experimental energy (when the A set is degenerate) or by an average energy (when
the A set has nondegenerate bands). This procedure was introduced by Kane [31].

A second expression was developed by Luttinger and Kohn within the framework
of canonical transformation [6]:

N A I
Z {D;inkikj + 7, ki + 4—[(0 X VV) - Pplun + E115mn}fn(r) (4.14)

neA mgcz
=Efm(r)7
D = e Sndii + ! Zni 2l [ ! + ! i| (4.15)
" 2mo | Y mg T (B — Eo)  (En—EQ ]|
2 3 hz
S, C.). / Erito(®) [+ —— (0 x YV) | a0 (®). (4.16)
2 Jo 4mgyc

This formulation has been documented in Ivchenko and Pikus [20] and used by, e.g.,
Loehr [63] and Boujdaria et al. [64].
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4.3.2 Four-Band Model

We start the study by leaving out the spin-orbit coupling. This is then a general-
ization of the four-band model studied earlier (Sect. 4.2.1). Recall that the pre-
vious model [Eq. (4.1)] only has diagonal elements and nondiagonal linear-in-k
terms between s and p states. Inclusion of remote bands results in quadratic terms
(Table 4.2). For example, the mass of the electron is related to the parameter A’.
From the one-band model, we already know that the effective mass of the electron
arises from interactions with neighboring bands. Since the top of the valence band,
F;g (I'5y) for DM (ZB), is already part of class A, A" does not include those states
and the next most important contribution comes from the p-like conduction band
Fg (I'sc); note that, for C and Si, the latter state is actually the lowest conduction
band (compare Figs. 3.2 and 4.3). As another example, consider the interaction of
the s state with the p, one. This is zero for DM but not for ZB. For the latter, the
regular Hamiltonian leads to a linear-in-k term, as for the first-order Kane model.
The second-order term from the Lowdin renormalization gives

Z Hsa Hax
«cB (E - HO(O[)
Instead of finding E self-consistently, one can approximate it by the average of the

energies of the two states. This leads to the definition of B in Table 4.2. Should one
use Eq. (4.15) instead, then [63]

h? 1 1
B=— "(S|py |z . 4.17
o Z; (S|pxlus) (| py | >[EC—E, + EU_EJ (4.17)

Due to time-reversal symmetry, the cellular functions are real, and all the parameters
are too. The new parameters are given in Table 4.2. The symmetry symbols in the
summation refer to the ZB and DM structures for the ones to the left and right of
the semicolon, respectively. B is zero for DM. The symmetry states can be related
to atomic-like states; this and a typical ordering is given in Fig. 4.3.

The primed parameters are related to DKK’s unprimed ones by

F=F+——. 4.18
+EU—EC (4.18)

The reason is because some of the A bands of the Kane model were originally not
in the DKK basis (in other words, they were part of the B states of the DKK model).
Thus, in the summation over states, these A states of the Kane model should be
removed from the summation over B states of the DKK model. If A’ and F’ are
small, then A ~ — F; this was found to be the case for Ge.
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25 ~— I ~s”

17 <—I;§~d+Nda+dé

15 ~<—1—i+fvsJr
13 ~ I; ~d” ~dy—d}

6 ~— I$~d _
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Fig. 4.3 Zone-center energy ordering for zincblende and diamond structure semiconductors. The
energies on the left-hand side of the vertical lines are in eV’s

4.4 Full-Zone k - p Model

The k - p theory has been extended to the full Brillouin zone for both bulk [5, 65—
77] and heterostructures [78, 79]. The original objective was to reproduce a band
structure that could be used to compute the optical properties.

The approach adopted so far has been to simply extend the first-order Kane mod-
els with a larger basis set. The rationale is that this should allow for a more complete
representation of the band structure. Typically 15-30 bands are required in order to
obtain a reasonable fit. The parameters are the energy gaps and momentum matrix
elements at k = 0, primarily obtained by fitting to first-principles calculations.

4.4.1 15-Band Model

The first attempt at a full-zone theory is the 1966 paper by Cardona and Pollak [5].
They considered a 15-band model for Si and Ge, these coming from the [000],
(2 /a)[111] and (27 /a)[200] plane-wave states. This minimal-basis set appears
adequate since the next set of (27r/a)[220] states are much farther away in energy.
There are 10 parameters; the choice of parameters was made using a combination
of experimental data, free-electron values and pseudopotential fitting.
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The basis states are given in Table 4.3. Cardona and Pollak premultiplied the
odd-parity functions by i in order to generate real momentum matrix elements; for
I, we will only do so for Fl(zz,). Thus, we will write the odd-parity states as |i]")
in order to make the presence of the complex number unambiguous. Next, we note
that all matrix elements between even-parity and between odd-parity states are zero.
The matrix elements are easily obtained. For example, for (I 215, |k - plilys),

(yzlk - plix) =0,

gkz, (4.19)

(vzlk - pliy) = (yzlp:liy)k, = >

: 0
(yzlk - pliz) = Eky,

since Q = 2i(F2’5,|p|F15) = 2(F215,|p|il“15), and we have left out a factor of i/ m
for the off-diagonal matrix elements for clarity. For (iI'j5|k - p|155),

(iylk - plyz) = (ylp:ly2)k. = —i{y|p:|ly2)k. = —i{yz|p.|y)*k:
= (yz|p:ly)k, = (yzlp:liy)k;

_¢
- Zs. (4.20)

For (I'}s |k - pliI'},), using

.=y Canzlyz) . _\ Caelyzn) . P
(alpalis™) = (@xlpylis) TR aylpelisT) = 7
we have
L P
(yzlk - plis™) = Ekxv
L P
(ZX|k . p|]S ) = Eky’ (421)

Z

L P
(eylk- plis™) = ke

For <F215' |k - plili2), we use the definition of Cardona and Pollak:

1
E(Jﬁ_ - )

o_ Lo
Fm/ = E(yl + Vo )1

r) = (4.22)

(4.23)

and, rewriting Eq. (3.20) here,
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v = 24wy + 0’
vy = 2+ oy w,

with y; =y, — ¥/, @ =1, w+ &+ @ =0. Then,

rY =@-od* -2~ > =),
ry =232+ (0 + 0»)y* + (@ + 0)2? = 3x> — %

67

Now, in order to reproduce the Hamiltonian of Cardona and Pollak along the A line,
their Eq. (9) in particular, it will be necessary to give a different definition for R as

given in [5]. Let (from Chap. 3)

(vzlpely, ) = r (vzlpely, ) = —r,

and using
(zx|pyly; ) = w(yzlmlyl )s
(zx|pylyy ) = —*(yzlpylyy )
<XY|PZ|V1 ) =w <y1|py|y1 )s
(xylpzlys ) = —w{yzlpylyy )s
then
(yalk - pIFY) = (yelk - ployy — ) = V2r = =R
4 12 \/i g 1 2 \/E ’
if
R =2r = v2(yz|k - pIIy).
Also,

1 o
(yzlk - pliry) = ﬁmu{.ph(yl +y5)) =0,

(4.24)

(4.25)

(4.26)

which, as stated by Cardona and Pollak, says that the matrix element between the X

state and "2 2, is zero. Also,
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I TY) =~ xlpy (7 = y) = —=(or + o) = == = — &
y 12/ ﬁ y 1 2 «/E \/5 2\/57
1 V3
(zxlk - pITy)) = —(zxlk - pl(y; + 75)) = —=k,(0r — w’r) = i——=Rk,,
Pl NG PV, %) \/5 y 2«/5 y

(xylk-pITy) =

(xylk-pIT5)

1 _
%uylk Pl

- Vzi))

1 _
E(xylk-pl(yl +¥ )=

f
V2

—k(?r + 0?r) =

—k(0*r — wr) =

f
f
f

Hence, we premultiply Fl(zz,) by i to make the matrix element real.
Along certain directions, the Hamiltonian block diagonalizes. For example, along
A, one state remains free-electron-like (FI(ZZ,)) and the others separate into the follow-

ing three blocks:
1) 1) - () 0] - )
ir, Iy iy, Iy ir,
E()) +5e Sk, 0 Lk 0
h2k2 R P
o ke ) Tk (4.27)
E(INy) + Z,:‘ R k 0 S
E(['(“)) + 2/;10 PTWk“"
2/ 2m0
1 .
rd irs ry
h2k? 0 k
2m0 2 x
Rk Q’ ) (4.28)
E(I's) + 3,2 ky
25’ 2m0
iris " r?
E(Ns) + 25 Tky Lk,
0 E(r® Rk 0 (4.29)
( 1 ) + 2m0
1
0 0 E") + 55

These blocks agree with those given by Cardona and Pollak [5], the last two being
of symmetry As (two-fold degenerate) and A; (three-fold degenerate).
The parameters obtained for Si and Ge are given in Table 4.4. The resulting

band structures for Si and Ge are given in Fig. 4.4. We note that we have complete
agreement with Cardona and Pollak.

Cardona and Pollak have discussed the fact that the X3 band does not intersect
the Brillouin zone edge perpendicularly; this being due to the neglect of higher
states. We also note that the X | degeneracy, a characteristic of the DM lattice, is not
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Table 4.4 Parameters for 15-band model in atomic units [5]

Si Ge
P 1.200 1.360
0 1.070 1.050
R 0.830 0.8049
P 0.100 0.100
P’ —0.090 0.1715
0’ —0.807 ~0.752
R 1.210 1.4357
P" 1.320 1.6231
T 1.080 1.2003
T’ 0.206 0.5323
Si Ge
10 \< 10 —
Ny 5¥
< < [
3 0 3 0
L _5 1] _57
o~ | -10
\
-15 -15
L T X L r X

Fig. 4.4 Si and Ge band structures using 15-band Cardona—Pollak [5] k - p model

automatically enforced since the two states forming the degeneracy have different
symmetries along A (A; and Ay, respectively). Indeed, the solutions come from
two distinct subblocks. Hence, in this model, it appears that the degeneracy is not
symmetry related but is enforced only by the appropriate choice of k - p parameters.
Cardona and Pollak have also extended this work to ZB by adding six additional
asymmetry parameters [65], and also to the band structure with spin-orbit [5, 67].

4.4.2 Other Models

Only in 2001 was the work of Cardona and Pollak ‘modernized.” Cavassilas et al. [69]
proposed a 20-band model for GaAs and Si. This consists of sp’s* bands and
accounts for d states via Luttinger-like parameters. There are a total of 31 param-
eters in this model and the full Hamiltonian is given in [70]. The same group has
subsequently extended their models into 24-band [71] and 30-band [72—77] ones.

4.5 Wurtzite

Various Kane-like models for wurtzite materials will now be presented.
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4.5.1 Four-Band: Andreev-0’Reilly

The four-band model includes conduction-valence band coupling [49]. We label new
U; basis states defined in Table 4.5; u, differs from u; by a sign.

Table 4.5 Basis states for the four-band model of wurtzite [49]

lii1) 1S 1)
lii2) FlIX+ir) 1)
lii3) Sl =ir) 1)
li4) 1Z 1)

Andreev and O’Reilly [49] gives

) [12) |43) [124)
1 1
Eo Pk 5Pk Pk,
Hao(k) = | 75 Prk- F K*  —H*|, (4.30)
%Pﬂq K F H
Pk, -H H* A
where
F=A +A+6,
K = As(k, +iky)*,
H = iAg(ky + iky )k,
0 = Ask? + Ay(k2 + kD), (4.31)
h=—Ar+ Ak + Ap(k] + kD),
and
2m0 PJ_
A=A+ 2L,
1 1+ w E
Ay = Ay,
~ 2m() Pi
Ay = Ay — 2L, 432
=TT L, (4.32)
TR X
4 4 2 By
mo Pj
As = As+ ——



4.5 Waurtzite 71

~ ﬁmo P||Pl
Ao = Ag + —— =
6 6+ = Eo

b . (@ B 1) (Eo + A1 + A)(Eo +24;) — 242
' Eo+ 24, ’

2mo \ !

F
I

e <m0 1) [(Eo+ A1 + A)(Eg +24,) — 24A3] Eo

2mg \m} (Eo + A0)(Eg + A1 + Ay) — A2

Anisotropy between the z-direction and the x-y plane leads to two momentum
matrix elements P and P, , and to the anisotropic electron mass as well. A slightly
different form of the four-band model has been used recently by Rinke and cowork-
ers [60] to fit to ab initio calculations and, thereby, extract k - p parameters for AIN,
GaN and InN.

4.5.2 Eight-Band: Chuang—Chang

Chuang and Chang [46] wrote down an eight-band model for wurtzite (Table 4.6).
This differs from the previously given valence-band Hamiltonian H;—¢ [Eq. (3.68)]
in having linear k - p coupling to the conduction state.

4.5.3 Eight-Band: Gutsche-Jahne

A new formulation of the eight-band model using the Gutsche—Jahne basis is now
presented. A list of the upper diagonal of the 8 x 8 Hamiltonian in the lower conduc-
tion and upper valence states: [e 1), e {), |7 D), 17 10,7 )17 1),19 1),19 )
will be given next using the GJ basis as given in Table 4.7.

Using the character table (Table B.9), it is easy to compute non-zero contributions
from the various terms in the k - p equation. We shall assume that all other states
are so far remote that they do not contribute significantly up to first-order in k in
second-order or higher-order perturbation theory. Note that this assumption does
not preclude first-order, second-order, and third-order in k contributions to the ener-
gies because we account exactly for all couplings among the eight states forming
the basis. In fact, we expect the present Hamiltonian to include the most important
contributions up to third order in k.

We split the wurtzite eight-band Hamiltonian contributions up to linear-in-k in
two parts. The first part excludes the contribution from o - (k x VV) to linear spin
splittings while the second part (following subsection) is the contribution from the
o - (k x VV) term to linear spin splittings.
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Table 4.7 Basis states for the
eight-band model of wurtzite le 1) = gsls 1) + gzlz 1),

le 1) = guls 1) + g1z 1),
171) = 1= qflus ) — grlur 1),
19.1) = /1 - gdlus 1)+ golus ).
174 = =1 = gdlus 1) = grlur 1),
19.0) = /1 — gdlus 1) — golus 1),
1740 = golus 1)+ /1 = gFlur 1),

17 4) = —qrlus 1) + /1 = qFlur 1).

4.5.3.1 Hamiltonian

The non-zero matrix elements to the upper diagonal as described above are

h2k?
(et |Hlet)= (el |Hle ¢)=Ee+2—,
mo
h2k?
(THH[T1)=(T] |H|7¢)=E7+2—,
mo
h2k?
(TAIHIT ) =T VIH|T |)=E7 + pr—
mo
h2k?
OTIHI91) =0 |H|9¢>=E9+2—,
mg

h
(e 1 1HIT 1) = —\/1 = ¢3¢ (2| Hs 4 1u5) — q7qu—0kz(8|pz|u1>,

1 h )
(et [H|T{)=—y1— ngsim—ok-(ﬂmlus),

! * h
(et [H|T 1) = —q7q:(z|Hs 1 |us) +4/1 —q%qsm—okz(ﬂpzlm),

, 1 h B
(et |HIT ) = —q19s 5 —k_(s| p+|us),

2m0
1 h
(et |HI91) =/1- qéqszm—ok#SIPflus), (4.33)

1A
(e L [H|T1) =41 —6172qs§m—0k+(S|P—Ius),

h
(e VIHIT L) = —\/1 = q7q.(z| H; 4 u3) — 617qsm—0kz(S|Pz|u1>,
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) 1 h
(e L [HIT 1) = 617qs§—k+<S|p7Ius),
mo

, h
(e L 1H|T 1) = —q79:(z| Hs 1 Jus) + /1 —ngsm—okz(SIleuﬁ,

1 h
(el IHI9])=y/1- quqszm—okJSIPJrlujs‘),

1 h
(TAIHIT]) = Em—ok—(uslmlul),

1 h
(TTIHP ) =7 (6]9\/1 — g7 (us|p-lue) — g7/ 1 — qg(ullp—luﬂ) m—0k+,

1 h
(TVIH|T 1) = —§—k+<u1lp7|u5),
mo
1 A
(TVIHI9 ) = Em_ok* (619\/1 — g7 (| pylug) — g7y/1 — qg(u1lp+|bf§)>
1 h
(T 1H|9 1) = Em—oh (617619(u5|p|u6> +1—g3,/1— qu(ullplus>) ,

’

/ 1 h *
(TVIHI9|) = Em_ok_ (q7Q9(u§|P+Iu6) +y1 =31 = q5(uilps|us)

Here

Hs,:l: = Hs,x + iHs,y»
ky = ky £ ik, (4.34)
p+ = px tip,.

In deriving the above matrix, we have several times made use of the relation
(il pzlui) o< (uil[Ho, z]u;) = 0, (4.35)

where Hj is the Hamiltonian in the absence of spin-orbit interaction with eigenstates
u; at the I" point.

We note that the energy E, denotes the I"-point energy of conduction e states in
the bulk case in the absence of interband (electron-hole) spin-orbit couplings and in
the absence of external fields (a similar decoupling of spin-orbit couplings between
electron and hole states was assumed in [48]). The same conclusion applies for,
e.g., the valence-band energies E; but observe that intraband (hole-hole) spin-orbit
couplings are accounted for in the GJ basis. Nevertheless, it is an easy matter to
obtain the I"-point energies taking all spin-orbit couplings among the eight basis
states into account by diagonalizing the present Hamiltonian at k = 0 as we shall
show below. This is because the only off-diagonal terms are spin-orbit terms such

as /1 — q7q.(z| Hs 1 |us).
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4.5.3.2 Linear-in-k Term

This subsection describes the additional contribution to the eight-band Hamiltonian
model from the linear-in-k spin-orbit term, Ro-(kxVV) / (4m3c2) (matrix elements

left out are zero):

(e 1 |Hyoiel7 1) =
(e 1 |Hyoiel7 1) =
(e 1 |Heoil7 1) =
(e 1 [Hyoil7 1) =
(e 1 |Hyol9 1) =
(e | |Hyoil7 1) =
(e | |Hyoil7 1) =
(e | |Heoil? 1) =
(e | |Heoil7 1) =

(e | |Hsorl9 ) =

<7 T |Hso,k|7, T) = -

(71 |Heoil7 }) =
(71 |Heol9 1) =
(T4 |Hoil7 1) =
(T |Heoil7 }) =
(71 Hoil9 ) =

(7" 1 [Hyo 17" J) =

h2
oz L arasike(sIV-fus),
0
12 1 S . o
kel —§v1—617qs1k—<SIV+|u5>+1k_C17<SIVz|u1) ,
0

FL2
quq‘qlkz(sw,ms),

h? 1, . S
s (kI Vlig) = ik 1= gq, Vel ).
0
o1 S .
—4m2025\/qq51k+(s|v,|u5),
0
2
h 1 2 . .
am2e2 quslk+<s|v—|”5>—1k+6]7qs(S|Vz|M1) ,
0
[
W 1—472QSIkz(S|V+|M§),
0
h? 1. , 2
oy fZ7lIs§1k+(S|V—|M5)+1k+,/1—q7qs(s|Vz|u1) ,
0
2

———q7q,ik. (s| Vo |ul),
4m362‘17q~ z( | +| 5)

2 1\/72 _ i}
“anzc2 VT k- sValus), (4.36)
2
—— ik (us|Vilur),
i us|Vilur)
no 5 1
_4m(2)621k—(1 - 2‘17)§<”5|V+|M1),
2
| 5 S
4m2021§k+ %H(MSIV_U%)+q7\/q(u1|v_|u5) s
0
2 ) 1
_4m%(32 247 - 1)§1k+<u1|V—|M5),
2
_Wlsz”VfWS)a

hz ~1 2 * 2 *
3 5isk— g0/ 1 —q7((us|V_|ue))" + g7/ 1 — g5 (ur |V |us) | |
dmye? 2

12 ,
_4m262q7m1k7<“5|v+|'41),
0
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2

(7" 1 Hyok |9 1) = yo 21 k+ (6]7% us|V_lug) — /1 — g3/ 1 — g5 (ur|V_|us) )
h2

(7"} [Hyo|9 1) = o 212k (6]7119 us|V_lue)* — /1= q3\/1 = qg(ur|V_|us) )

where we introduced the notation:

av
V, = —,
0z
av av
ve = (2420, (4.37)
ax dy

We point out that matrix elements of V., V., V_ are given in terms of the corre-
sponding matrix elements of p,, p., p— by use of the following simple relation

VV=%@J%L (4.38)

Thus,

i(E; — E;)

iIVVi]u;) =
(il VViuj) N

(uilplu;), (4.39)

where E;, E; denote I"-point energy eigenvalues in the absence of spin-orbit inter-
action. Employing the latter equation allows us to significantly reduce the number
of independent parameters in the eight-band wurtzite model.

4.5.3.3 Energies and States at the I Point

It is instructive to obtain the energies and associated states at the I" point based on
the Hamiltonian derived in Eq. (4.33) and compare with the CC and GJ versions.
Note that there is a difference between the GJ results and the present result since
the electron state |e) is included among the interesting states (A states in Lowdin
perturbation theory) in the latter case. Immediate inspection shows that at the I”
point, the Iy states decouple from other states while |e) states mix with the |7) and
|7’} states only due to spin-orbit interaction. Two identical hermitian 3 x 3 blocks in
the le 1), |7 1), 7" 1) and the |e |), |7 ), |7 ) bases result (only upper diagonal

is given):
—/ (0 — g)q- (2| Hy 1 |u%) —q7q. (| Hs 4 |u?)
E 0 . (4.40)

Ey
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The secular equation for the matrix in Eq. (4.40) is

X%+ 3} (Ey + E7 = 2Eo) + x [(Er — E)(Ey — E0) — ¢Z (2| Hs 4 1u3) ]
— a2zl Hs 4 [u5) P [(1 = g7)(Er — Eo) + ¢7(E7 — Eo)] = 0, (4.41)
where x = E, — E and E denotes the I"-point energies. The three solutions E;
(i = 1,2, 3) to this third-order polynomial are the I"-point energies accounting for

mixing among the ¢, 7, and 7’ states and not just the mixing between 7 and 7’ states
found by GJ. Evidently, if (z|H; 4 |ul) # 0, the three eigenstates are (apart from

normalization)
VO Dl ) gng el iy
E; - E; Ey — E

lu; 1) =le M)+ 17 M), i=1,2,3.
(4.42)

If, on the other hand, (z|H, 4 |u%) = 0, the GJ energies and states are obtained. For
the Kramers degenerate set, we find

VO DG gl i)
E7 — E,‘ E7r — El'

lui ) =le )+ 1774),i =123,
(4.43)

if (z| Hy 4 |u%) # 0, otherwise the GJ energies and states are obtained.

4.6 Summary

The method associated with Kane is the unified treatment of quasi-degenerate states
such as the conduction and valence states of semiconductors. The interaction among
the states in this quasi-degenerate group are then treated exactly. Should remote
states (i.e., outside the quasi-degenerate group) be considered then the method is
known as Lowdin perturbation. The method is illustrated for both zincblende and
wurtzite. It is also shown how k - p can reproduce a band structure over a full
Brillouin zone. The chapter concludes with an eight-band model of wurtzite in the
Gutsche—Jahne basis, a previously unpublished result.



Chapter S
Method of Invariants

5.1 Overview

We had, in earlier chapters, described various perturbation methods for obtaining the
k - p Hamiltonian. We note that, intrinsically, one still used symmetry arguments in
order to determine the number of independent parameters in each of the Hamiltonian
matrix elements. One could, therefore, argue whether the application of symme-
try arguments alone, and from the beginning, could determine uniquely the basic
structure of the Hamiltonian matrix. This is the method of invariants introduced by
Luttinger in 1956 [4].

It was subsequently generalized into a theory of invariants by Pikus and cowork-
ers [41, 61] and detailed in the book by Bir and Pikus [1], repeated in the more recent
book by Ivchenko and Pikus [20]. Since then, there have been applications to, for
example, the valence band of diamond in the presence of strain and a magnetic
field [80], the valence band of zincblende in the presence of strain and a magnetic
field [81], the spin-splitting problem in semiconductors [21], and to the internal
structure of excitons [82, 83]. The theory of invariants is equivalent to the effective
Hamiltonian method used in other areas in physics.

To ease the transition into the formal theory of invariants, we first present a hybrid
discussion that combines elements of both the perturbation and invariant methods.
Following that, the formal theory of invariants will be explained and then various
examples are given. The application to the eight-band model of wurtzite has not
been previously published.

5.2 DKK Hamiltonian — Hybrid Method

The basic idea is that the Hamiltonian must be an invariant with respect to the sym-
metry group of the crystal and within the standard approximation of being quadratic
in the wave vector. While this is sufficient for a general expression, one also knows
that the individual terms originate from expressions of the form k - p (to second
order). Indeed, following DKK, one can write down the valence-band Hamiltonian
to second order in &, the perturbation matrix element being

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 79
DOI 10.1007/978-3-540-92872-0_5, © Springer-Verlag Berlin Heidelberg 2009
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!/

iﬁﬂ&ﬂ»M&ﬂm__#

= kikj (€1 pill) (1
Eo — E Eo— Z Elpill){lpjin)

1

_ Zkk <g| p’pr| >

0’/

Under a coordinate transformation, both the wave vector and the momentum oper-
ator change (e.g., k - p is invariant); hence, we need to study the transformation
properties of both. Note that, in the following, we will use the group notation of
DKK instead of Luttinger.

The wave vector k transforms under the diamond group O, as a polar vector
(i.e., just like a position vector); hence, as I';; ~ T in Luttinger’s notation (note
that Luttinger wrongly assigns it to 77, though that will be of no consequence as we
will see later). The product k; k; (being symmetric) then generates a six-dimensional
reducible representation [I5 ® I'|5]s. One can find the irreducible representations
using the standard techniques. We will do one case in detail. First, we need the
characters of the symmetric-product representation [Eq. (A.21)]:

1
Mr®rk=5w%m+x06)

The product of two odd representations will be an even one (whether the product
is symmetric or antisymmetric); thus, we only need to write down the characters
corresponding to half the group. Here, we find

E 8C; 3C, 65, 6C,
®l:ls 6 0 2 0 2

We now use the decomposition formula to find the irreducible representations
[Eq. (A.23)]:

1 *
= e x
s

where [, is the order of the group, and ¢; is the number of elements in class /. Note
that, since the reducible representation is even, only even irreducible representations
need be considered (as is obvious from the character equation); hence, we also only
need to work with the subgroup of 24 elements given above. Thus,

ni

1
—(64+6+12) =1,
24( +6+12)
1
=—(06+6—-12)=0,
ny 24( + )

1
=—((18+6+0)=1,
ni 24( +6+0)
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_ 1 (18—6—-12)=0
nis = 24 = Y,
1
=—(18—-6+12)=1
nas 24( +12)=1,

using Table B.5 for finding the square of elements [e.g., (184,)> = 85,], and using
the character table given in Table B.6. Therefore,

;@ T5ls=I7" e e 5.1

Combinations of k;k; that transform according to those irreducible representations
are

~ (), {202 = 2= VB (R = k) (ke Kok ik ).

A similar decomposition exists for the product of the momentum operator except
that, for the 1,5 representation, one requires symmetrized products

{pypz}v {p:px}, {Pxpy}v

where

1
(PO} = E(PQ-i—QP). (5.2)

We must now construct, out of the k’s and p’s, combinations that are invariant, i.e.,
that transform according to F1+. Another well-known result from group theory is
that, one requires the product of a representation with itself in order for the decom-
position to include the invariant representation. Thus, the invariant k - p operators
are then

kZPZ’
(262 — k2 = K2) (2P2 = P2 = P2) + 3 (2 = k2) (P2 — P}),

s
Zk,-kj{P,-Pj}.

i<j

Since each involves summing over intermediate states and dividing by the appropri-
ate energy denominator, the three terms will, in general, be premultiplied by three
different constants. That each term involves only one independent constant can be
seen from the decomposition of the matrix element with respect to the valence-band
states:

(SIS =1 @ -,
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where 1";r isone of IT", I'}5, I';t and with the identity representation only appearing
once.

So far, we have given the irreducible invariant form of the Hamiltonian. In order
to relate to the DKK Hamiltonian, one needs the representation of the Hamiltonian
in terms of the valence-band states. Given the three-fold degeneracy (without spin),
the Hamiltonian becomes a 3 x 3 matrix. However, the terms should retain the same
symmetry properties; i.e., the goal is to replace the matrix elements of P; P; by
matrices. While P; transforms according to I'j5, it turns out that the symmetrized
product of axial vectors (~ ng) has the same decomposition:

[F1§®F1J§]S=F1+@F1J2F@F2J§-

This is useful because angular momentum is an axial vector and its representations
can be used. Indeed, for the valence band, one would use a three-dimensional rep-
resentation of the angular momentum.

Using Egs. (A.27) and writing I = L/h, one easily finds I; in the |/ m) basis for
[=1(11),[10),1 —1)):

L (010 S (0 -1 10 0
L=—{101).,="_101 o -1].=[0o 0 ol 63
v2\o 1 0 V2\o 1 o 00 —1

We need a representation of I; with respect to the valence states sfr,e; , 8;’

(Sect. 3.2.1). Using Eq. (A.28), we have

1
11+1) = F— (ef +ie),
75 (61 i)
11 0) = &f,
giving
00 0 0 0 i 0 —i 0
L=100 -i|,,=[ 00 0),L=|i 0 0], 4
0 i 0 -i 00 0 0 0
200
P=I+I+I>=[0 2 0]=I(+DL (5.5)
0 0 2

Our choice of matrices agrees with Luttinger [4].
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‘We can now write

k2P~ %Zkzﬂ = AK?,
(2k2 — ki = k3) (2P2 = P? = P7) +3 (ki — k) (P? = PY)
B

2D
> kiki{P,Pj} ~ 7 > kiki{L:1;).

i<j i<j
Hence,

_ — 1
_ 2 2 2 2
Hy = AK* + 3B Ei k: (1,. —51)

+2DV3 Y kikj {11}

83

— 1
SRR R ) 3 R (1 1) =3B YR (1} - g12>,

(5.6)

i<j

We call this the modified Luttinger Hamiltonian without spin and without magnetic
field, since it is in a slightly different form from the one in Luttinger’s paper. We

now show the connection of the new parameters (A, B, D) to the DKK A, B, C by
comparing the new Hamiltonian, Eq. (5.6), to the DKK one, Eq. (3.4). Since

000 1 00 1 00
r=(o 1 o0]l.;=(0o o0 o). 2=[0 1 0],
00 1/ 0 0 1 000
0 -1 0 0 0 0 00 -1
LLy=1-f ool {y={0 0 3| (LL}=| 0 0 0],
0 00 0 -3 0 -1 0 o0
we have
(A—2B) K2 —D~/3k.ky —D+/3kk,
+(A+ B) (k3 +&2)
—D~/3kcky (A -2B)k? —D~/3kyk;
Hn = ’ — )
+ (A + B) (k2 +k2)
—D~/3kk; —~D+/3kyk, (A—2B)k2
+(A+B) (kK + &)
LK+ M (K2 + k2) Nk, k, Nk,k,
= Nk, k, LKk 4+ M (k% +k2) Nkyk, :
Nkik, Nkyk, LkZ + M (k} +k3)
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where
L=A—-2B,M=A+B,N=—-DV3. (5.7)

Note that the A, B here are slightly different from the DKK A, B parameters:

B = —B, (5.8)

5.3 Formalism

A general theory of invariants was first written down by Pikus [41, 61]. We repro-
duce here the discussions of Bir and Pikus [1] and Trebin et al. [81].

5.3.1 Introduction

The Hamiltonian is an » x n matrix in a multiband k - p theory. In principle, the
n? matrix elements can be described using n? independent matrices; the latter can
be chosen to transform according to the irreducible representations of the symmetry
group. When multiplied by appropriate irreducible combinations of a tensor (e.g.,
the wave vector, magnetic field, strain, electric field) invariants are formed.

5.3.2 Spatial Symmetries

Let the Hamiltonian H be represented in terms of a set of basis functions ;(i =
1, n), the latter transforming according to an n-dimensional representation D(G) of
the group G. Let the Hamiltonian be a function of a tensorial parameter /I, where

IC, in this chapter, will be the wave vector k but will later be chosen as the electric
field £, magnetic field B, or the strain €. Then

Y0 = %G ') = Y ¥ mDG), (5.9)
J
and H(K) becomes

DY (G)H(K)D(G).

If the Hamiltonian is invariant under transformation G, then
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H'(K") = D(G)H(G™'K)D™(G) = H(K). (5.10)

This leads to n? equations from which the matrix H(K) can be deduced. Note that
only the group generators are needed. Instead of using the full representation in
Eq. (5.10), only the characters will be needed to solve for the Hamiltonian matrix
elements.

The Hamiltonian will be written in terms of the components K; and the n”
linearly-independent X; matrices. We call the X; basis matrices. They are such that

X, =G7'X; = D(G)X;D7N(G) =) _X;D}}(G). (5.11)
J

The DY(G) is a representation of the group of dimension n*. One can derive an
expression for it in terms of the original D(G) matrices by first relabeling the X;
matrices as X'* such that

XK, = 88w (5.12)
Substituting into Eq. (5.11),

o o
Dy Xih D =" X1 DY)

m'n' i’
m'n’

and using Eq. (5.12),

D), = DiyD3}} = Dy D% (5.13)

Hence, DX is the direct product D ® D*, with character
x¥(G) = x(G). (5.14)

Summarizing what we have so far, the set of n? X; matrices form a basis for the
generation of a representation DX of the group. In general, this representation is
reducible. The process of finding the irreducible representations is equivalent to
finding a linear transformation of the X; into a set of so-called irreducible basis
operators. The Hamiltonian will then, instead, be expressed in terms of such an irre-
ducible basis. Note that, since we are still dealing with the group G, the maximum
number of such irreducible basis operators is the same as the number of irreducible
representations of G. However, not all need show up in D ® D*.

Example: 7,. The 3 x 3 valence band without spin-orbit coupling requires nine
3 x 3 matrices which can be combined into five irreducible components. DX is
nine-dimensional.

Labeling the irreducible representation of G by y, this implies Eq. (5.11) splits
into a set of disjoint equations
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i

G'x{" = D)X DG =D X" DY (G), (5.15)
-

for each y. Similarly, the tensorial variables K; can be expressed in terms of irre-
ducible components ICEV) transforming as

G =Y K D6, (5.16)

and, therefore, invariant combinations are given by

HK) = a, Y XK. (5.17)
14 1

Since the various a, are not connected by symmetry, they are arbitrary except that
the Hamiltonian must be hermitian.

Should the original representation D be reducible (e.g., by using s and p func-
tions for a cubic crystal), then the above formalism carries through by generalizing
with the irreducible-representation index. Using two irreducible representations as
an example, consider D to consist of the two irreducible representations Dy and Dy;.

Then, when diagonalized,
(Dt O
D= ( 0 Du>' (5.18)

The Hamiltonian can be written into four blocks:

HII HIII
H(K) = (HIII HIIH)' (5.19)
Equation (5.10) then becomes
Di(GH'"(G™'K)D; ' (G) = H'(K), (5.20)
Dy(G)H"(G'K)D;'(G) = H'(K), (5.21)
Di(GYH"™(G'K)D ' (G) = H'(K), (5.22)
Dy(G)H"™(G™'K)D; ' (G) = H"(K). (5.23)

Equations (5.20) and (5.21) are similar to the earlier case. For Egs. (5.22) and (5.23),
the basis matrices X are, in general, rectangular. More generally, for a multiband
Hamiltonian that has a block structure with a block formed from irreducible repre-
sentations « and 3, the above equations are modified such that



5.3 Formalism 87

HIK) =Y a, Y XK, (5.24)
Y 1
G'X" = DYG)X' DP(G) = X DI(G), (5.25)

where the irreducible representations I, are those contained in /5, ® I'y.

We will choose the Xfy) basis matrices to transform according to irreducible
representations of the point group. One such procedure has been outlined by Trebin
et al. [81]. Thus, the symmetrized basis matrices X;V) can be constructed from
cartesian components using the basis functions of coordinates and angular momenta
operators found in standard group theory texts [33] and reproduced in Appendix B.
The parity is equal to the product of the parities of D® and D®. For diagonal
blocks the remaining procedure is straightforward. For off-diagonal blocks (i.e.,
coupling different representations), each cartesian operator can be re-expressed in
terms of spherical ones of the appropriate rank and the matrix elements of the lat-
ter can be written in terms of a reduced set by using the Wigner-Eckart theorem
[Eq. (A.30)]. For instance, in combining a j = % subspace (e.g., conduction elec-
trons) with a j' = % one (e.g., holes), the irreducible tensor matrices 7' present are
of rank 1 and 2. Rank 1 operators are vectors, with cartesian components 7;. The
representation of these matrices in the jj’ subblock is simplified by re-expressing
the cartesian vectors in terms of spherical vectors 7),. An explicit calculation will be
presented later for the 14-band model of ZB.

5.3.2.1 Time-Reversal Symmetry

The diagonal blocks are invariant with respect to time-reversal symmetry while
there is no such constraint for the off-diagonal blocks [1]. We note that the Pauli
Hamiltonian operator is invariant; however, the matrix representation need not be.
For diagonal blocks, this is the case because the two representations are the same.
But, for the off-diagonal blocks, the two representations are linearly independent;
hence, no definite time-reversal property is required. One consequence is that, when
one builds invariants, it will not be necessary to match the time-reversal property of
the symmetrized quantities for the off-diagonal blocks.

5.3.2.2 Example

We follow Bir and Pikus [1] in clarifying the above theory as it applies to generating
the Hamiltonian Hy,(KC) at some point k. The appropriate group is the little group

Gy, and D = D]((’;) with character x,"’. The character of D™ is

x) w|?

X = ‘Xko (5.26)
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D™ is determined by the rotational elements of the point group Fy,. Thus, D is a
vector representation of the point group and can be expanded in terms of other vector
representations. Therefore, the number of sets of X) which transform according to
the representation D? of the point group is given by

1 1
IR OEDS ‘Xﬁff)
8 8

/ /
8€Gy, 8€Gy,

’ x7(9). (5.27)

l’l]/:

The summation is over all the elements of the little group except those containing
primitive translations. For projective representations of the point group, D(R) =
Dl((‘: )(g)e™k and

1 P
=0 KB xR, (5.28)

REFkO

Finally, for two combined representations D, and D,, the expression for the off-
diagonal submatrices is

1 .
my =1 D X @ @7 (). (5.29)

4 ’
8eGy

5.3.3 Spinor Representation

There are two methods for constructing H (KC). The first involves using the spinor
representation of D(G) from the start, which means the spin properties is built into
the formalism. The simplification is that the formalism for constructing the basis
matrices X; explained above carries through. The disadvantage is that there is no
procedure for determining the relative strength of the spin-orbit coupling.

The second approach involves using product basis functions ¥ (r, o) = ¥ (r)a,
where « is a spinor, which leads to direct-product representations D; @ Di. The

basis matrices may then be expressed in terms of products of spatial matrices X"
and spin operators o;.

5.4 Valence Band of Diamond

We describe again, in summary form, the procedure explained above for obtaining
the Hamiltonian using the theory of invariants. The first step is to identify a set of
basis matrices. The latter are then symmetrized according to the irreducible repre-
sentations present in the reduction of the direct product of the basis states. Finally,
invariants are formed with the correspondingly symmetrized functions. In practice,
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the invariant equation is next recast into a matrix form and usually compared to the
perturbation theory in order to relate the parameters in the two methods.

5.4.1 No Spin

The problem statement is: given that the valence band of diamond is three-fold
degenerate at k = 0, how can one construct the most general Hamiltonian for finite
k in the absence of external fields? Using the theory of invariants, we note first that
any 3 x 3 matrix can be written in terms of the following nine linearly-independent
ones:
2 72
L Ly, I 1 10 ALY (L 1Y T L

Restricting oneselves to these matrices and up to k;k; terms, one obtains the irre-

ducible basis functions and matrices given in Table 5.1.
These are obtained by noting that

k~ T, I~Tk
Then,
Flg®rlgzrl+®rl;®rlg®r2§’ (5.30)
rieri=rnrerier:ern;. (5.31)
Table 5.1 Irreducible basis functions for 0y in 3 x 3 subspace. w = ¢*™/* {AB} = 1(AB +

BA),[A, B] = (AB — BA)

Time reversal

Even Odd
r K2, 12
ry k2 + wk? + w?k2, k2 + wzk}z, + wk?
I+ oI? + P12, 12 + 0212 + ol
It I, Iy, I
lhy, k21, Tkz, kil [ky, kyl
Oy, Oy, O
s {hyke), tkeke, {kaky)
(L) L L} (U D)
rys ke ky, k,

Note that the antisymmetric combination [k;, k;] will be shown later to be related
to the magnetic field and the linear-in-k terms (the I'5 representation) do not par-
ticipate since there are no corresponding I; matrices of the same symmetry (and
vice versa). Finally, there are three popular forms for the basis functions of I7}.
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We have chosen the complex conjugate pair of Bir and Pikus [1]. The other two are:
12 — Iyz, 1> — 17 [80] and 377 — I?, V312 - I)?) (e.g., Koster et al. [33]).

The next step is to form invariants with combinations of the k;k; terms together
with the corresponding I; /; factors. This then leads to [4]

HK) = ark® + oy (kI + k317 + K2 17)
tos (tkeky I Ay} + (ke MG LY + {kok ML) (5.32)
= A — (A= B) (KGI} + K1 + k217)
—2C (tkeky HI Ly} + (ke MI LY + (ko ML) . (5.33)

The matrices can be expanded giving

ark? + oy (k2 +K2) —Lk.ky —Lk.k,
H(k) = —Lkeky a1k® +a; (k7 4+ &2) —Lkyk.
—Fkik, —Fkyk, ark? +a; (k2 + k%)

(5.34)

Comparing to the DKK (noting that the Luttinger Hamiltonians include the free-
electron term, the DKK does not), we have

hZ
o] = AL =L+ -,
21’)10
Oy = BL - AL =M — L, (535)

a3 = —2CL = —2N.

5.4.2 Magnetic Field

In the discussion of Luttinger’s Hamiltonian with spin later, it will be useful for
completeness to include the interaction with an external magnetic field. Hence, we
present a derivation of the magnetic Hamiltonian at this point, leaving the complete
treatment of the magnetic problem for Chap. 9.

5.4.2.1 DKK Hamiltonian

One can look at the influence of an externally applied homogeneous magnetic field
on the DKK Hamiltonian. While the general theory will be treated next using the
method of invariants, we repeat here a discussion of Luttinger [4] in terms of the
antisymmetric components of the D matrix since this issue of antisymmetry is an
important one. We are following the work of Luttinger and will use his D matrix
rather than the DKK one for illustration.
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The key lies in the observation that D}, is not necessarily symmetric in the

cartesian indices, as is clear in its definition, Eq. (3.7). Let us, therefore, introduce
symmetrized and antisymmetrized components:

kik;

1 1 1
E(kikj - kjk,') + E(k,kj + kjk,') = E[ki’ kj] + {k[kj},
. 1 .. . 1 .. .
. 1 .. .. 1 . .
Drkikj = 7 (D — Dyp)lki, kjl + 5 (D + Dy )ik}
Now

(D, — DI ) {kik;} = 0,

nm

s0, in the absence of a magnetic field (i.e., [ki, kj] = O), we have

Dy kikj = = (D, + Dj,) {kik } (5.37)

N =

In the presence of a magnetic field, the components of k no longer commute. To
show this, we assume that the magnetic field is included into the effective Hamilto-
nian via minimal coupling [4] (with e > 0):

1

This will be derived later in the chapter on magnetic field (Chap. 9). Then,

1
[ky’ kZ] = kyk; —k:ky = n [(P.v + eAy) (p: +eAr) = (p: +eAy) (Py + eAy)]

! B
= TL€Dy,
ih

1
[kzakx] = EEBya (5.38)

ki, k ! B
[k ky] = P
Thus, there are additional contributions to the Hamiltonian. Recall that, in the
absence of the magnetic field, the D, is symmetric and has three independent real
constants (Az, By, Cr). We need to correct this by adding antisymmetric terms. The
question is how many new constants there are.
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Note that D must be hermitian for real eigenvalues. In particular, for the diagonal
elements,
D3, = D = Dok = 3 [0, DA k] + (DL D) ik ).

nn’ nn

N =

But, since Dfif, is real and [k;, k;] pure imaginary, then there cannot be an antisym-
metric contribution in the diagonal terms.
Consider, therefore, the off-diagonal ones. For example,

Dxy = Dyyk.ky + Dyykyk,.
Let
K = Dy, — Dy)y. (5.39)

Then

Xy X 1 X )X
Dyy = (Dyy + Dyy) {keky} + 3 (DYy — Dyy) [k, ky]

K ie
= Cp {kky} + > [k, ky] = Cp {keky} + 57, K B,

Xy X 1 X )X
Dyx = (Dyy + Dyy) {kiky} + 3 (DY — Dyx) [ks. ky]

ie
= Cp {kky} + 57 KBe.

Thus, we can write

D = DY 4+ DWW, (5.40)
where
0 —iB, iB,
K
pw=221iB o —iB |. (5.41)
2h

There is, therefore, one new parameter, K .

5.4.2.2 Method of Invariants

We now consider the valence band of diamond in a magnetic field using the method
of invariants [4]. The components of k no longer commute. It is, therefore, necessary
to keep the antisymmetrized products of the wave vector. The latter has the following
character table:
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E 8C; 3C; 68  6C)
[MS®T5s 3 0 -1 1 —1

which is none other than that of I'%. Since the angular momentum also trans-
forms according to the same irreducible representation, one can get an invariant by
combining the two:

[ky, k] L + ko, k] Iy + [k Ky ] L.
The total Hamiltonian can, therefore, be written as

HaL = Ollk2 + s (kflxz + k‘zlyz + kzzlzz) + a3({kxky} {ley} + {kxkz} {Ivlz} + {kzkx} {IZI\'})
toy([kyo ko] I+ Tk, ke 1y + [ke, by ] 1), (5.42)

which is Eq. (32) of Luttinger [4]. Comparing with Eq. (5.41), one also finds that
the last term can be written as

p®W = £ KI.B.
2

Note that, in the limit of large mass, the energy of a tightly-bound electron is given
by the Zeeman term

h
AE = pugl-B= 21.B.
2m0

Hence, K ~ hz/mo.

5.4.3 Spin-Orbit Interaction

The spin-orbit Hamiltonian had been studied earlier in Chap. 3. We now wish to
obtain a form of the spin-orbit matrix using the method of invariants.

5.4.3.1 LS Basis

We first note that VV x p transforms like an axial vector which, as we have already
seen, leads to only one independent matrix element in a basis of F;g states. We thus
write

1
Hy, = gAOI -0, (5.43)

where the constant A is chosen to parametrize the spin-orbit energy. To agree with
Eq. (3.33), we write
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+

We also already know that the spin-orbit Hamiltonian is not diagonal in the LS
basis. The proper basis (or a good quantum number) is the total angular momentum:

(VV x p),

i
8;> = ——AQ.

4méc2 3

=1+ %o. (5.44)

Then

2 1y’ 2, 1,
Jo = I+§G =1 +ZU +1-0,

1 1
— I.a:J2_12—Zazzj(j+l)—i(i+l)—Za(0+l).
. .53
Now,i =1,0 =1land j = 3.5 Hence,

o 11

o Do G+ Hl_4 2,
50—3 JU 4 —3, 3 0-

The full Hamiltonian in the LS basis is obtained from Eq. (5.6) by adding the
spin-orbit interaction:

1 112 1 2R o2 1o Y
H(K) = E, + Al -0 + Ak + 3B lei (Ii -3+ 2D«/§§kikj [L1;).
(5.45)
It can be diagonalized exactly at k = 0. Letting £, = —%Ao,

1 1 15
Hk=0) = Ev+§AOI'0' = —§A0 |:Z —Jj(+ 1)]

=0, — A,

5.4.3.2 JM; Basis — First Version

The above Hamiltonian was arrived at by first considering the 3 x 3 Hamiltonian
without spin-orbit coupling, then adding the latter. In many cases, A is large and the
hh and [h states can be understood to be derived from a 4 x 4 Hamiltonian. In other
words, we have a four-dimensional space. A convenient basis set is expected to be
the angular momentum matrices for j = % Since J hasthe same properties as I, the
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terms in the above Hamiltonian still apply. Additional terms might be expected since
the number of independent basis matrices is now 16, but Luttinger showed them not
to contribute in the absence of a magnetic field and in the presence of time-reversal
symmetry. We will explore this later.

Thus, the Hamiltonian for the A/ and A is

12 . B 2 2_1 2 @ w17,
H(k) = Ak +B2i:ki (Ji 3J)+\/§Zk,k‘,{JlJ‘,}. (5.46)

i<j

We will now show that the A, B, D are the same as before. The proof is based upon
the Wigner-Eckart theorem, Eq. (A.30).
If one applies the Wigner-Eckart theorem to two irreducible tensors 7 and S,

(niIT® 11’ j')

(njm |10 n' j'm’) = (ks m'ic| j'ks jm),

V2iF1
. T I’l||S(k)||l’l/ i’ ./ ’ ./ .
(njm [SE]n'j'm') = %(1 kym'ic| j'k; jm),

then one can write

iNT® 5
(njm ||’ j'm’) = (T ®11n'j') njm | SO n' j'm’)

(nilistm )
=y <n]m |S,((k)} n/j/m/>, (5.47)

where y #£ f(m,m’, k). This is known as the equivalent-operator method [84].

In Egs. (5.6) and (5.46), the angular momenta can be cast into irreducible tensors.
Indeed, note that all three of 1, J? — %J 2, and {J;J;} in Eq. (5.46) can be obtained
by working with the traceless symmetric tensor

1
Jij E{J,’Jj}—g.lzéij. (548)

For example, Ji2 — %J 2= J;. J; ; 18 a spherical tensor of rank 2 and transforms under
the rotation group according to the D, representation; hence, we can use it in the
Wigner-Eckart theorem. For completeness, note that J;; has only five independent
components. They can be chosen as follows:

3 1 3 1
1(52) = \/; |:Jzz 3 (Jxx +Jyy + ‘IZZ):| = \/;I:‘Izz - §]2:|,
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. 1 .
IO =5 (J £i)y) = F5 (e £i0y), L], (5.49)
1 1
2 . . 2
7 = 5 (Jee = Ty £2i0) = 5 (e £14,) "
We wish to find y such that
(njm|Jijn' j'm") = y (njm|Ljn' j'm"). (5.50)
Inourcase,n =n', j = j = % m,m’, k arbitrary. Let m = m’ %,i =j=z
Then,
LHS = (njm|J..|njm) = 332 33— iG+1D=1,
= (njm|J;Injm 27 2= ]J =
33 1 1
RHS =y (njm|l |njm) = < - 712 §§> = [1 - gl(l + 1)] v =37
= y =3.

This difference was made explicit in Egs. (5.6) and (5.46).
If we now apply the same procedure to the sh band, j = %, and

T 1oy
221 ¢ 3 22 ’
= y=0.
Hence,
Hy, = —Ag + AK>. (5.51)

5.4.3.3 Eigenvalues

An analytical solution to the 4 x 4 Hamiltonian exists; we have already obtained it
from the DKK matrix. We now do so starting from Eq. (5.46). The first term on the
RHS is already diagonal, hence we focus on the remaining terms. Let

Q= Z(x” (Jf = ) Za,ju} (5.52)

z<]

where

i = Bk}, ;j = Dkik; (i # J). (5.53)
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Each solution is doubly degenerate (Kramer’s theorem). Writing them as w; and w,,
we have

2
(@1 — ) (02 — 0)’ = [0 — (@1 + ») + w12 = 0.
But, by construction, £2 is traceless,

Tr2 = 2(wy + wy) =0, (5.54)

= w;+w;=0. (5.55)

The fact that §2 is traceless can also be obtained directly. For this, we need the matrix
representation of the J; matrices and the result

Tr(¢A + BB) = daTrA + dBTrB,
where d is the dimension of the representation. We know that

TrJ; = 0;J7 = 1.

Also, using Egs. (A.27) and with the basis ordering M; = %, %, —%, —%,
0 V3 0 0 00 00
0 02 0 V30 00
J+: ,172
0 0 0 3 02 00
0 00 0 0 0 /3 0
Ve V3
0% 0 0 0 —i 0 0 10 0 0
L0100 20 - 0l 0 o0
J, = ,J).z ,JZZ | s
01 0% 0 i 0 —i¥ 00—3; 0
0 0% o 0 0 i o 00 0-3
NE NE
20 %0 20 =% 0 2000
7 V3 7 _ V3 1
o 07 09 o 0o I 0 ol N 0ro00
A IS " , \ ,
Lo 30 L0 3o 0050
0L o 3 0 -4 o 2 0003
, 15 . )
Jo=—1,TrJ" =jG+ D) x2j+1)=15, (5.56)

4



98 5 Method of Invariants

giving

1 1
Tr (J,? - 5#) =Tr(J?)—Tr <§J2) =0.

Our J;’s agree with Fishman. Luttinger’s ones [4] differ from ours by a factor of i
and complex conjugate:

% __ gL
1Jx,'v = nyy.

Now, for Tr{J; J;}, one can either evaluate directly or first note that

1
{Jidj} = E(Jijj + J;J),
[Ji, Jjl =igipde = Jidj — J; J;

i
— {JiJj}ZJjJi'FEEiijka

id
Te{JiJ;} = Te(J; J;) + %g,-jkTer = Te(J; ),

and the latter can be shown to be zero by explicit calculation. Hence, Tr2 = 0.

Also, when £2 is diagonalized (say A), the diagonal elements are the eigenvalues:

w1, 1, w2, @. Then the diagonal elements of A? are @?, @7, @3, ®3. Since the trace

is invariant,

Tr2? = TrA”> = 2 (0] + ©3) = 4oy, (5.57)
using Eq. (5.55). In computing Tr$22, we use

Tr(A + B)> = TrA? + TrB* + 2TrAB.

The first term gives

3 2
Z 1
N |: i (Jiz - 312)i| =2 [(ayy - O‘ZZ)Z + (o — @)+ (o — “yy)z]’
im1

the second

2

3
Te | Y alsid;) | =4 (e, +o2 +ai),

i<j
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and the product of terms gives zero. Hence,

1
_ 2 2 2 2 2 21z
wip = + [axx + ay, + O, — OlyyOlz; — 0770y — QlyxxOlyy + ajy. + o, + O{xy] s

(5.58)
and
Elﬁz(k) = Zkz + w12
= AR £ [ B (k! + Kt k) = B2 (K2 + K22 + k2K
— 1
+D (kjk? + K2k + k;k3)]?
1
AR+ [§2k4 +C (K2 + 2K + kﬁkf)] ’ (5.59)
where
C=D -3B. (5.60)

The parameters are consistent with Eq. (5.8).

5.4.3.4 JM; Basis — Luttinger Model

For cases when the spin-orbit energy Ay is large, it is often appropriate to study the
four-dimensional F8+ subspace. First, we note that there are 16 linearly independent
4 x 4 matrices [4]:

1, Jo, Jy, I, J2 T2

2y Yy Yy

{Jeyh Ay I V2 0eh
{7 =ID ) = v {2 = ID )} = Vi Ul = TDI) = V., (5.61)
VSIS S S A S

and the table of irreducible basis functions and matrices is given in Table 5.2. They

are found by decomposing I’E;r ® F8+* into irreducible components.
Since I, cannot be formed from k;k;, there are only two new invariants:

Vilkyk.) + Vylkok) + Vilkeky), (5.62)
and
J}B.+J;By+ I’B.. (5.63)

On the basis of time-reversal symmetry, Eq. (5.62) cannot occur because it consists
of three factors of J; and is odd with respect to time reversal. On the other hand,
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Table 5.2 Irreducible basis functions, operators, and tensors for 0}’1 in 4 x 4 subspace [1]. ® =
e?™/3 {AB} = 1(AB + BA)

Time reversal

Even Odd
rr K2, J?
oy JoJyd; + Iy Jy
rh K2+ wkyz. + k2, k2 + a)zki + wk?

St o)l +o?I2 T+ 0T} 4+ 0l
i Jeo Iy, I3 I3 03, I35 00,0, 0

lhy, k.1, [kz, ki, Ty, ky]

g {hyke), ek}, fecky ) Ve, V., V.

Uy I3 I d ey}
r; ke, ky, ke
I keoy +kyo, + k.o,
ry K\ = k.o, + wkyo, + w’k.0,, Ky = KlT
Iy kcoy + kyoy, kyo. + k.0, k.0, + k.0,

Eq. (5.63) is permissible since the magnetic field also changes sign. Hence, the
most general Hamiltonian with spin and magnetic field is Eq. (38) of Luttinger [4]:

Hy (k) = Bik* + B (k2J2 + k202 + K2 J2)
B3 (tkeky M Jy) + Tk I, Y + ek ML L)) (5.64)

+B4 (BeJy + ByJy + B.J.) + Bs (BeJ] + B, J; + B.J7).

5.4.3.5 Luttinger Parameters

In his paper, Luttinger introduced the now popular dimensionless Luttinger param-
eters. Furthermore, the parameters in his Hamiltonians with and without spin,
Eqgs. (5.33) and (5.64), were related. We first establish the latter by rewriting
Eq. (5.33) with the inclusion of the magnetic-field dependent terms:

i

e
H(K) = Ak>—(A—B) Zk21f—2c Z{kikj}{l,»lj}—f-ﬁKI-BnL/LBmB. (5.65)

i<j

Using the Wigner-Eckart theorem, he showed that
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2J I 2J
o— =-J1—> -],
3 3

Lo, 1 1,
{Ialﬁ}—g(sijl ~3 {Jafﬁ}—g(sijf ,

which give
{1,153} — l{JJ}—i-l(S
alp 3 aJp 4 ijs
1 1
12 = {11, —Jr 4 -,
o { }_) 3 o + 4
Then,

1 1
k’1? = ——(A—B k2J? — —(A — B)K?,
2K = =3 (A= B)) kP - g(A=B)
and Eq. (5.65) becomes

1 1 2
) 212 2 LArT T
H(Kk) = Ak —g(A—B) E,- ki J; _Z(A_B)k —gCléj{k,kJ}{J,Jj}
eK 2 2

iy gz .B
+2h3J +3MBJ

1 1 2
=64+ B)k* — 34— B)Y k- 3¢ > tki k)i Jj)
i

i<j

g Kmoyy g (5.66)
3}’}10 hZ ’ ’

where we have replaced g = eh/(2mg). Comparing with Eq. (5.64) gives
1
B =-BA+ B),
4
1
B = —§(A — B),

By = —=C, (5.67)
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This shows that S5 is zero in the limit of no spin-orbit. Luttinger now introduced the
dimensionless parameters

L I(A—i-ZB)
e T T3 ’
n? . l(A B)
wme* T 76 ’
K2 1
— 9y =——C, 5.68
2o %) G (5.68)
hz h Kmo
=11 ,
2moK 3m0< + h2 )
eh
—q = —fs,
mo
so that
gy = K2 n 5
1= 2mo Vi 23/2 s
h2
B2 = —72 (5.69)
mo
252
B3 = —s,
mo
eh
Bs = ——«k,
mo
and

sz_h_z 5 \K K2J2+ KT+ k22
(k) = p- ntsrls va (kI3 + kSIS + k2 T7)

=2ys ({keky }{Ux Iy} + {hyk Uy I} + (hek} (U2 ) (5.70)
€ € 3 3 3
+oK (ByJy + ByJy + B.J.) + 4 (B.J} + ByJ; + B.J?) }

Note that this work was done for a basis of four degenerate states. When nondegen-
erate states are included, the Luttinger parameters are no longer uniquely defined.
A recent discussion is that of Fishman and coworkers [64]. The first detailed study
of the valence-band parameters for ZB semiconductors was carried by Lawaetz [85].
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Example Luttinger parameters are given in Table 5.5. It is worth pointing out that
k is not determined by classical (i.e., large quantum number) cyclotron resonance
even though it affects magnetic levels [25]. ¢ was first measured by Pidgeon and
Brown [86] and an expression for it derived by Hensel and Suzuki [87].

5.4.3.6 Kane’s Version: Zero Field

We will now write out the Luttinger Hamiltonian in the absence of a magnetic field
explicitly using the angular momentum matrices in Eq. (5.4). Following Kane [88]
and Fishman [24], we write

2 )
Hk,B=0=—— [Vlk + h23(k)], (5.71)
2m0
with
5
haz(k) = 5)/2162 -2 (kf]f + ki]f + kaZZ)
—4y;s ((keky YU Iy} + (kyk HU 1) + (kok MUY (5.72)
Now,
0 0 -3 0
Ui il o o 0 -3
Jo I} == ,
T2lv3 00 o 0
0 V3 0 0
0 —V/3 0 0
PRI DL 573
SyJ} =5 , (5.73)
T2l 0 0 0 W3
0 0 V3 0
0 V3 0 0
V3 0 0 0
{JxJz} == s
0 0 0 -3
0 0 =3 0
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giving

{kcky HUJe Iy} 4 {kyk Ty I} + (ke HU2 )

0 V3(kok, — ikyk;)
1| V3kk, + ikyk,) 0
2 3ikyk, 0
0 V3ikk,
Next
KL+ KT+ kT2
3(k3 + k3 + 3k2) 0
1 0 T(k; +k3) + k2
1 2v3GkE -k 0
0 2V3(k: — k2)
Thus,
ha3(k)

k2 + k2 —2kD)  —=2/Byslky — iky)k;

—2V/3ys(ke +ikyk,  —ya(k? + k3 — 2k%)

V3l=raks — k) 0
—2iyskyky]

0 V3l — k)
—2iyskiky]
A B
B* —A
B
0o c*

5 Method of Invariants

—/3ik, k, 0
0 —/3ik, k,
0 —/3kk, — ikyk;)
—/3k k, + ik, k) 0
2V3(k2 — k2) 0
0 2V3(k; — k5)
Tk + k3) + k2 0
0 3(k? + k; + 3k2)
V3l=palk; — k) 0
+2iyskyky]
0 V3l=pa(kd — k)
+2iyskeky]

—ya(K2 + K2 = 2k2) 2/Bys(ky — iky )k,

2V3ysks +iky ke ya(k2 + k2 —2k2)

c 0

0o C
(5.74)

-B

—-B* A
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with

A=y (k] +k5 —2k2),
B = —2/3y; (ky — iky) ke, (5.75)

C = —3y, (kI — k2) + 2iV/3ysk.ky.

This form of the Hamiltonian was given by Kane [88]; however, with the same defi-
nition of A, B, C as Kane, we get a slightly different matrix. Indeed, the structure of
his matrix agrees with the 4 x 4 subblock of the six-band DKK Hamiltonian we had
obtained earlier, Tables 3.5 and 3.6. On the other hand, the structure of the matrix in
Eq. (5.74) is similar to that of Elliott [35], DKK [2], Bir and Pikus [1] (after adding
the diagonal term), and S. L. Chuang [15].

Finally
i A B C 0
72 B* —A 0 Cc
HEk,B=0) = —— | yik*>+
2my c* 0 —-A -B

330 133 15-3) B3
A+ yik? B C 0
52
- B*  —A+yik? 0 C . (5.76)
2myg
Cc* 0 —~A+yk> —B
0 Cc* —B* A4y

By comparing Table 3.6 and Eq. (5.76), one can relate the Luttinger parameters
to the DKK parameters. Thus, taking the (1,1) element,

Lp_ (A+nk?)

7T 2me Y1 s
Rk (L+ M) 2 2
— K4+ k) + MK = ——— k> — —— (K2 + k2 — 2K2),
2m0+ P (x+ y)+ z 2m0y1 2m0y2(X+ y z)
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giving
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R L+ 2m) R
omy” T T3 2my’
hZ

1
—_— ——(L — M).
2m0y2 6( )

Similarly, comparing the (1,2) element,

— —

giving

Finally,

hz
R=—_—"_8,
2m0
N . h? )
NG (ky — iky) k. = o (—2«/§y3(kx — lky)kz),
oo 1,
me T 6

h2
—2Bk+1)=—-K
21"1()

5.4.3.7 Chuang’s Version

(5.77)

(5.78)

‘We now compare Kane’s four-band to Chuang’s six-band model [15]. Let the matrix
elements in Chuang’s model be

Pc =

Oc =

Se =

Re =

;:‘ (k2 + K2 +K2) = ZZ; K,

zni’j (k2 + K2 —2k2) = Z;O

—zﬁy3 (ky — iky) k, = —Zz—ni,

2m0[ V3 (K —k2)+21fy3kk] %

= V3uk? — V37k%,

(5.79)
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where ks =k, £ ik,,y = %(J/a + ), = %(7/3 — y2). Then Eq. (5.76) becomes

330 B3 Bl 153)
Pc+ Qc —Sc Rc 0
— —S¢ Pc — Q¢ 0 Rc . (5.80)
R¢ 0 Pc — Q¢ Sc
0 R: St Pe+Qc

The rest of the 6 x 6 matrix can be similarly obtained, e.g., starting from Table 3.6.
(Note that this will give our phase convention.) We need the DKK parameters in
terms of the Luttinger ones. Inverting Egs. (5.77) and (5.78), we have

2
L=—-——W+4n+1),
2m0

hZ
M=————2p+1), (5.81)
21’110
hZ
N =——>6ys.
2my V3

Then, the matrix elements of Table 3.6 are

2k2

P = (L+M)(kl+k})+2Mk; +
X y 4 m()

hZ
—[2n + ) (K +K) —2(n = 2m) k] = =2(Pc + Qo)

2}7l0
h2k?
_ 2 2 2
Q=M (k; +k)+ Lk + T
ﬁZ
= 2my [—()/1 —2y) (kf + k?) -+ 4)’2)]22] = —(Pc —20c¢),
N , h? .
R=-T (ke =ik, e = 5 [2\/57/3(1@ - 1ky)kz] = Sc,
s—_ L [(L — M)(K? — k2) = 2iNk.k,] = o [«@(V (k3 — k2) = 2iyskok )]
2«/§ x y Xy 2m0 2 \Rx v xRy
= _RL‘!

1
(I, 1) = EP = —(Pc+ Qc),

(1,2) = R = Sc,
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(1,3) = S = —Rc,

1 2
2,2 = ri gQ = —(Pc — Qc)s

1
2,5 = —(P—-20)= —20¢,
2,5) 3ﬁ( 0) = —20¢

1

Therefore, we get the Hamiltonian in Table 5.3. We have dropped the C subscript
on the matrix elements for conciseness. Changing the sign of the |% —% ) and |% % )
states leads to a matrix identical to Chuang’s.

Of course, this matrix is the same as the canonical one in Table 3.5. Indeed, we
have defined the quantities Q, R, S to be identical in both cases and

P'=—(P+0Q). P'=—(P~Q), P"=~P. (5.82)

The form in Table 5.3 is often known as the Luttinger—Kohn Hamiltonian though we
already clarified in Chap. 3 that this is not the form to be found in their paper [6].

Table 5.3 Six-band Hamiltonian in JM; basis using our phase convention. Note differences
compared to Eq. (4.3.14) of Chuang [15]. We have dropped the C subscript on the matrix elements
used in the text. Also note the conventional negative sign outside the matrix

33) B B-Y -3 1) -
P+Q -S§ R 0 %S V2R
-5 P-0 0 -k Vio i
Hik=-| R 0o P-0 s -[is Vio |,
0 —R* -5  P4+Q —V2R* 55
58T V20 - /35 V2R P+ A 0

VaRe i Vie ks 0 Pta

with
p— h? " (k2 K2 k2)
2 0 x y z/)?
0= —hz V2 (k2 + k- 2k2)
2myg oY S

I .
s = 27102\@/3 (kx — iky) k.

hZ
2m0

[—V37: (& = K2) +2iV3yskik, ]
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The earliest we have been able to trace it is in a 1985 paper by Broido and Sham in
a four-band version [89].

If inversion asymmetry is neglected, this six-band model applies to ZB as well.
An example of the six-band calculation for the valence band of GaAs is given in
Fig. 5.1.

GaAs

E (eV)

k

Fig. 5.1 Valence band of GaAs using six-band model. Parameters used are given in Table 5.5

5.4.3.8 Broido-Sham Transformation

The four-band Hamiltonian can be block diagonalized. The idea actually originated
from Kane [3]. However, the work of Broido and Sham [89] is often quoted and
we will develop it here. The procedure is to apply a unitary transformation to the
Hamiltonian in, e.g., Eq. (5.80). The Broido-Sham transformation is given by the
matrix

1 o—i¢ _ 1 i
e 0 0 7
0 Le-in _Lei 0
v=| F . (5.83)
756 7§e
1 o—i¢ 1 oip
7 0 0 75°
Then [note that the basis has been re-ordered from Eq. (5.80)]
%e*id’ 0 0 —%ei‘l’ P+0Q R - 0
0 dein _ Lein 0 R* P-0 0
UH = v
0 R el 0 —S 0 P-0
%e’i"’ 0 0 Lei¢ 0 S* R* P+0Q

7
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e P+ Q) e PR-—e¥S* —e WS —eR* —e(P+ Q)
e MR* £ &St e (P —Q) —e"(P—Q) e S—¢"R
V2 | e "R =St e (P — Q) e"(P—Q) e "S+eR

e P+ Q) e ®R4e¥S* —e US4 eR* (P + Q)

Finally, UHU" is given in Table 5.4. The matrix is block diagonal if the following
element is zero:

S = ! [P R — e Im® R _ it gr _ oitrtd)g)
2
1. ' . .
=3 [e“R — e “R* — 2t g* — 7 1GHAg]. (5.84)
Writing
el R _ ol pr _ (ei(a+9) _ e*i(a+9)) IR,
then, the term is zero if « = —0 or
2y3kyk
tana = —tanf = % (5.85)
V2 (kx - ky)
Similarly, writing
S ()5 — (e HEH) 4 300 |3,
then, the term is zero if 8 = 6’ or
/ kX
tanf =tan6’ = T (5.86)

y

A discussion in the presence of strain was given by Lee and Vassell [90].

5.4.3.9 Eigenvalues

Recall that the four-band DKK model could be diagonalized exactly. Since the Lut-
tinger Hamiltonian is equivalent, one should expect an exact diagonalization too.
This is straightforward to demonstrate. The problem is equivalent to diagonalizing
hy3. The eigenvalues are given by

[lhos — Al =0
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Table 5.5 Examples of Luttinger parameters [96]

Y1 V2 V3 K q
AlAs 3.45 0.68 1.29 0.12 0.03
GaAs 6.85 2.10 2.90 1.20 0.01
GaSb 11.80 4.03 5.26 3.18 0.13
InP 5.04 1.56 1.73 0.97 0.02
InAs 19.67 8.37 9.29 7.68 0.04

—A-x 0 c B* 0 c B* —A—-1 C
—(A-3| 0 —A—-r -B |-B|C* —A—x» —-B |+c|C" O —-B
C* —B* A-—2A 0 —B* A—2x 0 c* A—

= [(A2 =22 + B2 +ICP].
Therefore,

A=+J/A2+ B2+ |CP

=

=+ {y2 (k2 + K2 — 202) + 12922 (k2 + K2) + 392 (k2 = K2)” + 129743K2)

1
kiks 4 kk2 + k2k: |2

o (5.87)

= +2k° {V22 +3 (V32 - V22)

We can now write down the band structure along various directions. For k =
[00k],

R2k?
E(00k) = o (71 £ 2y2), (5.88)
mo
and the effective masses are given by
: (5.89)
m = — .
Lh,hh 2y,

Note that B = 0 in Eq. (5.74). Thus, the m = % and m = % states are decoupled
along this direction and we can say that the heavy-hole (light-hole) states are pure
m = :l:% (m = :l:%). For all other cases, those states are mixed.

For k = [kkk]/~/3,

2k2
E(kkk) = —2—mo(7/1 +2y3), (5.90)

and the effective masses are given by
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1

Mgy = ————. (5.91)
Lh,hh it 2y,
For k = [kk0]/~/2,
_ _hz § 2 2\ 3

E(kk0) = gy £ (v +3v3)7 |, (5.92)

and the effective masses are given by

1

Mip pn = (5.93)

ot (2 +3y2)°

Sometimes it is useful to quantize the spin along the wave vector k. One advan-
tage is seen by rewriting

5
hyy = Eygkz —2n (K J; + kTS + k2 J2)
—4ys (tkeky Mo dy) 4 ok HIy T2} A+ (hek HTLT0))
5
= 51k’ =2 (k- )?

+4(V2 - 7/3) ({kxky}{Jny} + {kykz}{JyJZ} + {kzkx}{Jsz}) . (594)
For example, if y» = y3, then h»3 is diagonal. But there are other instances when the
latter is diagonal. The simplest is when both the spin and the wave vector are along
a cubic direction. For example, take k = [k00]. If J is quantized along Kk, then it

must be diagonal in that direction; hence, (k - J)* becomes k2 J2. The diagonal form
of J? is the same as for J? for z-axis quantization. Thus,

2000 -2 00 0

5, [0 3 00 ] 0 20 0
ha3(k00) = Zy2k™ — 22k 00 ! o = ok 0o o |’
00 0 2 0 00 -2

(5.95)
which is diagonal. It is, of course, the same result as for z-axis quantization with
k = [00k].

5.4.3.10 Spherical and Axial Approximations

The condition

V2 =73, (5.96)
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is known as the spherical approximation since the valence band is then isotropic.
This was already discussed in terms of the DKK parameters in Sect. 3.2.4. Ekenberg
and Altarelli [91] showed that the spherical approximation is also obtained if one
replaces y, and y;3 by

1
Y= 5(27/2 +3y3). (5.97)

Then, the Hamiltonian is obtained by combining Eqgs. (5.71) and (5.72) and (5.94):

n 5.\ > — 2
H(k):_z_mo (V1+§V>k =2y k-J)|. (5.98)

The above is to be contrasted to the axial approximation whereby one term of
cubic symmetry is retained so that full spherical symmetry is not recovered but
rather axial symmetry in the x-y plane [92], i.e., the Hamiltonian becomes cylindri-
cally symmetric. This corresponds to replacing y» and y3 by [91, 93, 94]

- 1
Yy = 5(7/2 + y3). (5.99)

This only affects the R matrix element (e.g., in Table 5.3). Indeed, it is easy to see
that the valence-band Hamiltonian then conserves angular momentum. For example,
in Table 5.3,

33 31

- —|H|z z)=8 xkk_,

22 22
and the increase in M; from % to % is offset by the decrease in the orbital angular
momentum via k_ [95].

5.5 Six-Band Model for Diamond

This work was first carried out by Suzuki and Hensel [80]. It was a generalization
of the work of Luttinger by treating all six valence states (heavy hole, light hole and
spin-orbit split off).

The representation obtained from I ;g ® D 1 is six-dimensional; hence, 36 inde-
pendent matrices are needed. They will be formed from combinations of the angular-
momenta I matrices with / = 1 and of the Pauli matrices o [Eq. (3.34)]. The Hamil-
tonian will be at most second order in I and first order in o. We extend Table 5.1
into Table 5.6, with the basis choices of Suzuki and Hensel [80]. One can now write
down the lowest-order k - p Hamiltonian for the I 2’; I 1 subspace. Following
Suzuki and Hensel [80], one can separate it into two components.
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Table 5.6 Irreducible basis functions, operators and tensors for O, in 6 x 6 subspace [80]. c.p.
stands for cyclic permutation and the partners in I'}5, I'%, I5t, and I'5 are implied. {AB} =
1(AB + BA)

Time reversal

Even Odd
1—v1+ k2 , 1 2

1.0
b {1 1.} o+ c.p.
I} ki =k, IF =17

v L
Iyor — 1,0y
{I (Iyo. — Loy)} = {1, (I.oy — I0,)}
Fng L
Ox
lyo, - I.0y

(12=11%) o, +{L 1} oy + (Lo,
(12 = 31*) 0r — 5 ({Ie1y}o, + {11 )o2)
I {kyk.}, {1, 1}

Iyo, + I.0,
(1; = 12) ox = ({I:1)}oy — (L1 }oz)
(I_\? - [ZZ) oy +2 ({le,v}o—y - {Izlx}o'z)
I's ky

5.5.1 Spin-Orbit Interaction

From Table 5.6, the only invariant (I';") involving both orbital and spin operators is
I-0 and

Ho = ~Aol - 0. (5.100)

5.5.2 k-Dependent Part
Again from Table 5.6, the quadratic Hamiltonian is given by

hz 2 2 1 2 1 2
His() = 5 — (41 +BA-0) |+ [ax2 - 1)+ Balo, = 31 )| +cp.
0

+[A3(IXI), + LI + Bs(I,oy + 1,0,()) {koky} + c.p.}, (5.101)
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where c.p. stands for cyclic permutation. These parameters can be compared to the
DKK ones. Thus, comparing to a perturbative expansion [80], one finds, e.g.,

Ay

1
I+ 3 (F+2G +2H; +2H),

Ay = —F —2G + H, + Hs, (5.102)
Ay =—F+G— H + H.

Suzuki and Hensel have redefined the parameters on the RHS to be dimensionless
compared to the equivalent ones by DKK [2]. The new B; parameters involve spin-
orbit correction in the k2 terms and were absent in the DKK model; hence, they are
typically dropped. Since this six-band model is identical to the DKK one, no further
analysis is presented here.

5.6 Four-Band Model for Zincblende

The most direct extension of the work of Luttinger to ZB was given in the paper
by Pidgeon and Groves [97], whereby they extended the Luttinger Hamiltonian by
including an odd part to the invariant form of the Hamiltonian in a four-dimensional
representation:

hz 5 k2 272 272 2 72
Hyo(K) = m—o[ Nt In) S - R R )

=23 (tkeky HI Iy} + Tk Iy I} + (ko L L)
e e
+ o B D)+ q (B + B, + B.J7) | (5.103)

2C,
—73k [k Vi) + by (0, V) + (V2]

Note the overall sign difference compared to Luttinger for the even terms. The
current model introduces one additional parameter: Cy, which is obviously related
to the inversion asymmetry and gives a term linear in k. This contribution will be

discussed in detail in Chap. 6. Representative values of the band parameters obtained
by Pidgeon and Grove for InSb are given in Table 5.7.

Table 5.7 Parameters of Pidgeon-Grove model: InSb [97]
Vi 12 Vi K q Cy

3.60 —0.47 070 —1.48 039 93 x10""eVem
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5.7 Eight-Band Model for Zincblende

This work was first carried out by Weiler [98—100] and restudied by Trebin et al. [81].
We give the version by Weiler here as the formalism of Trebin et al. is closely related
to the 14-band of Winkler [21] to be presented next.

5.7.1 Weiler Hamiltonian
Weiler generalized the eight-band model of Pidgeon and Brown [86] to include
inversion-asymmetry terms. Her basis is given in Table 5.8. All the parameters of

the theory are given in Table 5.9 and the Hamiltonian in Table 5.10.

Table 5.8 Weiler’s eight-band basis set for zincblende [98, 99]

a set
=51,

3 3 i .
13y = 5 §>:_E|(X+1Y)T),
S5 3 1 _ i X —iy 27
S O A VRS O P
7 = §‘§>“ﬁ“( —in ) —1Z Y1,
b set
2) = IS 4),
o — 3 1 _ i X 4iy 217
0 = |2 §>—‘%”( +iY) 1) —21Z )],
w33V ey
W=|3-3)= Sx-in,

1 1 i .
5= |2 E>:_ﬁ[|<x+ly>¢>+|z 1l

The following definitions are used (but where we have interchanged I, <> I
since Weiler followed the Dresselhaus notation [32] and we follow Koster et al. [33]):

K =k;+ k) + k2 ke =k ik,
1 2 2 2 2 2 2
Fy =22 -kl -k F; =3 (ki —k}).

Fif = (ko ko) = (koks + ksky), FE = (ke ky ), (5.104)
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Table 5.9 Weiler’s eight-band Hamiltonian for zincblende: parameters. Adapted with permission
from [98]. ©1978 by the American Physical Society

Energy k2 (Zk? kz) \/>(k2 k2 {ky, k3, ke, kY, ke, by ki By
HS6  E,  F N
H® 7 Y2 V3 C kg
HP™ Ay o
Foc8v N, G P N
FeTy G P
vy v} v c

B. = ilky, ky], By = %[ks, k-],

P = —i—(S|p:|X), P’ = —i—(S|p:|X'), Q = —i—(X|p,|Z'),
mo mo mo

F:LZ|<S|px|F;>|27G:LZ<S¢|px|F;><F;/|py|Z>
- Eo— Epy mo <~ Eo— E(I)

5 5

. 33 ' ! 33
. 8 i 5~ GalpdNGInls 5) (5.105)
27 mo Eo — E(Iy)

8

’

mo

b

Ny = _LZ (S | pxl T (T pxlS 1)
T m E(I's) — E(Ty)

8

)

L S I T Tylpsl 5 = 3)
Nz‘moZ E(Tg)— E(Ty)

N3 =

iyt P ) (T 1pyl5 = 5)
mo E(Ies) = E(Ty)

As defined, P, P’ and Q are real. Note that there are different sets of “Luttinger”
parameters for the different subspaces, for a total of 20 parameters plus two energies.
In the double-group picture, these parameters are independent. However, it is pos-
sible to derive relations connecting some of them by starting from the single-group
picture and adding spin. Indeed, all the primed and unprimed parameters are then
the same. Weiler et al. makes the point that there are only three new parameters
beyond Luttinger’s model: the N;’s. For a physical interpretation of the parameters
in the Weiler model, we note that F is related to the conduction-band effective
mass, N; to the corresponding g factor, G gives the quadratic coupling between the
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conduction and valence bands (i.e., must be related to Kane’s B parameter), and N,
and N3 are additional coupling between the conduction and valence bands absent in
the original Kane model. The fact that the N;’s are zero in the absence of spin-orbit
splitting of the Fgl bands explains why N, does not appear in the model of Kane
(Table 4.2). Conceptually, even when the Kane model is expressed in double-group
notation and the spin-orbit splitting of the valence band (A4) is included, N is still
absent because the latter is due to the spin-orbit splitting of the remote states.

Within the approximation of including only one set of remote (conduction)
bands, one can derive simplified expressions for many of the parameters. For
example,

P/
Gr—— 0 o , (5.106)
E(Iy) — 34" — E(I58)

where A’ is the spin-orbit splitting of the Fz; bands.
We will carry out a further study of all the parameters in comparison with the
next model.

5.8 14-Band Model for Zincblende

The eight-band model of Trebin et al. [81] was extended by Rossler [23, 101] into
a l4-band one by including the second set of conduction bands as part of the A
set (Fig. 5.2). Thus, a 14-band model consists of the spin-split valence band (I3,
and I, for ZB), the lowest conduction band (I%.) and the second set of conduction
bands (Ig. and I7%.). This is sometimes known as a five-level model [102, 103].
It was considered by Rossler [23, 101] in his study of nonparabolicity and spin
splitting of the conduction band of GaAs. It is also known as an extended Kane
model [21]. A variation on this was used by Cardona et al. for the study of spin
splitting in ZB by the addition of a set of conduction s states, giving a 16-band
model [104].

This model is interesting for a number of reasons. It is certainly one of the most
complex models set up for ZB. It will also allow us to gain further insight into the
Weiler Hamiltonian.

The structure of the 14-band Hamiltonian is

HSCSC H807c H856c H808v HSc7v
H7c‘8c‘ H7c7c H7c6c H708v H7c7v
H(k)= | HOSc pHoTe pocte  posv  pocv | (5.107)
HSch H8v7c H8v60 HSuSu H8v7u
H7v8c‘ H7U7C H7v6c H7v8v H7v7v
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A

Fig. 5.2 14-band model for zincblende in single-group notation

5.8.1 Symmetrized Matrices

The irreducible representations and symmetrized matrices needed for the Hamilto-
nian are given in Table 5.11. It can be seen that the Hamiltonian will be build out of
the following matrices: 1,, 0y, J;, 1,, i, T;, T;;, U;, and U;;. We have already come
across o; and J;. The H® block is two-dimensional and, thus, the corresponding
invariant is the 2 x 2 identity matrix (1,) and an axial vector is the set of Pauli
matrices. The T and U matrices couple states in off-diagonal blocks. In this particu-
lar case, the subspaces of different angular momenta have j = % and j = % Hence,
the allowed irreducible components are y = 1, 2; in cartesian form, they are first
and second-rank tensors. Finally, in constructing H%7?, it will be necessary to have
2 x 2 matrices that have odd parity; hence, we define 1, and p; to have the same
matrix representation as 1, and o; but are otherwise odd.

The properties of p; and U deserve additional discussion. Even though inversion
is not a symmetry operator for 7y, it will be useful to define the spatial parity of the
operators and representations since consistency with the O(3) group is important as
a limiting case [i.e., T, is a subgroup of O(3)]. For instance, the lowest conduction
band for ZB is s-like (i.e., double group D) which has even parity for O(3) (i.e.,

double group DT). However, the p-like valence-band states are derived from the odd
2

parity states of O(3) (double groups D3 and D7 ). Thus, the o’s are axial vectors
2

and transform like /5. The resulting desired parizty of the X matrix will be given by
the product of the parities of the two D representations. Thus, for diagonal blocks,
the X matrices will need to have positive parities (like the Pauli spin matrices) but
not so for, for example, the c¢s block. One can, therefore, similarly define a set of
matrices that have the same matrix elements as the Pauli spin matrices but whose
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Table 5.11 Symmetrized matrices for 14-band model of zincblende. {AB} = %(AB + BA)

Block Representations

Symmetrized matrices

Time reversal

HS  @ly=I& s
H88 F8®Fg*
=heholn
@205 @ 2175
HT Ry =1 @ Is
H68 F6®F8*
=T ®Is @ Is
HY @Iy =0@Is
H87 Fg®r7*

=T ® 15 ® Is

F]llg

Is : 0y, 0y,0;

Iy i gy, J?
Dy JoJy g, + .y
T 32 =507, I = T2

FIS : {J.\'-’y}s {J}'Jz}v {Jz‘]x};

(I} = I AU = IDI N AUT =

Dostde Jy I 03 0302
Iy 1,

Is :0y,0y,0;

Iy 2 Tox — Ty, —V3T
Is : 1., Ty, T,

Iys Ty, T, Tyy
1,

I'is = px, py, Pz

Ip 1 V3U.;, Usy — Uy,
Is : Uy, Uz, Uy

Is @ Uy, Uya U,

YOYA)

_l’_

Adapted with permission from [21, 81]. © 1979 by American Physical Society

cartesian components transform like a polar vector. These will be called p matrices
and transform like I7s. Similarly, one defines the U matrices as

(Ui)mm’ = (T,‘):l,m,

but also with opposite parity to T'.

The properly symmetrized interaction terms are given in Table 5.12. Terms
involving the magnetic field and strain tensor are included here only for complete-
ness and in order to illustrate the generality of the method; they will be discussed in

later chapters.

(5.108)
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Table 5.12 Irreducible tensors for 14-band model of zincblende. They are separated into
time-reversal even and odd combinations. {AB} = %(AB + BA)

Time
reversal
Terms from wave vector:
I 1, k% +
Iy V3 (K2 = 3K%) k2 — k2 +
Iis {kxky}, tkyk:}, kok} +
ke, ky, k; =
Terms from magnetic field:
I B? +
I'» B2, Bf, +
Is B.B,, ByB;, BB, +
Is B, By, B, _
Terms from strain interaction:
I Exx + Eyy + &z
I V3 (622 — 3Tre) , exr — &y
Is €yz» Ezxs Exy +

Mixed terms:

I ky&yz + kyeox + kzéxy -
Fl2 % (Zkzgxy - kxgyz - kygzx) 5 (kxgyz - k)'szx) -
I'is kyexy + k&g, ki&yp + kebyu, kyéox + kyegy; -

ke (80x — %Tre) Jky (8yy — %Tre) k(822 — %Tre); —
k. Tre, kyTre, k. Tre —
s (k},sxy — kzsxz) s (kzé‘yz — kxeyx) s (kxau. — kyszy); —

ke (5)'y - Szz) , ky (62; — €xx) s k; (Exx - 5yy) -

Adapted with permission from [81]. (©1979 by the American Physical Society

5.8.2 Invariant Hamiltonian

Combining the symmetrized matrices with the interaction terms gives the Hamil-
tonian of Table 5.13, where the blocks belong to Eq. (5.107). It is equivalent to a
second-order Kane model. The form given in Table 5.13 has been compared to the
one obtained from perturbation theory in order to express the invariant coefficients
in terms of more standard k - p parameters.
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Table 5.13 Invariant expansion of Hamiltonian for 14-band model of zincblende. {AB} = %(AB—i—

BA), c.p. stands for cyclic permutation

HScSc — E(/)-i-A/,
TcTe
H™ = E|,

2k?
Hécﬁc — E0+ 5 +A/k2,
mo

hz !’ ’ l ’
HYY = S ik =2y, |:<Jx2 - 5]2> k3 + C~P-] —4ys| {Je Sy Hkeky} +cp.
0
2C
5 [{Jc (47 = I2)Mke +cp.].
o)
H7v7u - _ (AO + 27)/]/,{2) ,
mo
H807c =0

HY = _/3P'(Usk, +c.p.),

8c8v __ _% l -
H = 3Q({Jsz}kx-i-c.p.)-i- 3A s

HY" = —20(U,.k, +c.p.),

1

H7c6(‘ — 7P/(k . 0)’
NE)
H' = 20(Ty.k, + c.p.),
H7c7v — 7%A—’
3

HES ﬁ{Pk T +iBg, (T fkyk.} + c.p.)

I _ 1
+§BSU |:(Txx - T)'y) <k2 - §k2> I (k)% - k%)] }

1 .
H6C7v = *ﬁ [P(k ) P) + lB7v(px{k)'kz} + CP)] s
B2 .
3T — o [-3y (Uxxk,% +c.p.) — 694 (Usylkeky} +cp.)] — iv3C, (Uyzky +c.p.).

Adapted with permission from [21, 81]. © 1979 by the American Physical Society
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5.8.3 T Basis Matrices

While new matrices such as 7; and 7;; have been introduced in the invariant expres-
sion, their explicit form is only needed when expressing the Hamiltonian in matrix
representation. Therefore, we now look at how these matrices are obtained and, in
the process, we will also be comparing to perturbation theory.

For a detailed example, let us consider the H 6c8v plock and we will leave out
external fields for simplicity. The theory of invariant, prior to comparing to pertur-
bation theory within the second-order Kane model (Table 4.2), gives

H = ik - T+ oy (Tifykz) + c.p.) (5.109)

We thus need a matrix representation for the 7;. Note that this leaves out the terms
proportional to T;; as they are absent in this Kane model.

The technique is to relate the cartesian tensors to the spherical tensors of rank y
(Sect. A.3.2). As an illustration, we will obtain the 7, matrix given in Table 5.14.
Combining Eq. (A.28) with the Wigner-Eckart theorem [Eq. (A.30)], we have

1 3 r\ 1 (1)3 N\ _ 1m 1 (€8] 3 % 1 %
<§m|Tz|§m>—<§m|To |§m>—(—)2 <055||T ||,3§ Zn 0o

1 3
=GD5”“(jné é)%w, (5.110)

where the reduced matrix element (o4 [|7V[|2) has been written as 7).
Thus, the only nonzero elements for 7, are when m = m’ = :I:%. and

an _\/5
GE T A
Finally
1 3
= 1 =2 1 1
2 2 = —a’ = e
(% 0 i%) T2 T TR

Putting everything together gives

1 3\ ™M/0 -1 0 o0
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Similarly, we find

1 3 TO (/3 0 1 0

—m|T,|=m') = ——— , 5.112
<2m| |2m> Ng( 0 -1 0 «/5) (5.112)
1 3 iTW (/3 01 0

STy o) = —— . 5.113
<2’"' -V'z’"> 2%(0 1o ﬁ) G119

Then, the matrix representation of Eq. (5.109) is

T (Bk, —2k. —k 0
HGCSU — + z - 5.114
576 ( 0 k. -2k —«/§k,) G119
» T Bk, +ik,) =2k, —k.(ky —iky,) 0
26 0 koky +iky) =2k, —~/Bk(ky —ik,) )

In perturbation theory, we had the Hamiltonian in Table 4.2. Note, however, that
if one were to use the |J M) states from Table 3.4 and compare to Eq. (5.114),
then, one cannot obtain a consistent definition of 7W; this is due to the inconsis-
tency in the phase definition in the Clebsch-Gordan decomposition and in the 3
symbol. Thus, for this section, we will use the same |J M) states as Winkler [21].
Converting to a J M basis we find, for example,

i

11 33 1
— <-|H|z = )=—-——FPk Bk, (ky + ik,). 5.115

Comparing to the corresponding matrix element in Eq. (5.114), we have

a7V = 2P,

a, TV = 2iB,
and, if we choose oy = +/3 P, then the first equation gives

2

= 5.116
7 ( )

1 3
TO = {cNTONw=) = —
<62|| ||v2

and, from the second one, o, = —iv/3B. The T; matrices then agree with the litera-
ture [21, 81].
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To find the Tj;, one carries out a similar calculation. First, one needs the second-
rank spherical tensors:

o _TO (000 -1

=— : @ /(0 0 0 0

P 5\000 o0 o= 7
V5\1 00 0

o100 (00 V3 0

=— : @ /1 0 00

o2vs\oo0 0 -1 r® - 1 :
2V5\0 -3 0 0

, 7@ (01 0 0
TP = ——— ,
VIo\o 0 -1 0

Then

1 1 7@ (0 1 0 -3
To=5 (19 +79) - -1 =~ . (117
2N Ve 2v15\V3 0 -1 o

1 1 T® 0 1 0 3
Tyy=— (TP +7%) - —T7? = ,(5.118)
yy 2( 2 72) Ja 0 2\/% _\/§ 0 —1 0

3w T® (01 0 0
T, = |1® =1 _ . (5.119)
N3 VI5\0o 0 -1 0

One can now choose a matrix element, for example, in the H 7v8v plock to compare.
Thus, from the second-order Kane Hamiltonian and using the Winkler basis states,

1 1 3 1 1
h Hllh =(- —=)|H|l- —=)=——+=(H Hy,, —2H
(sh | |HIlh ) <2 2>| |2 2> 3ﬁ( 1+ Hx 33)
n? v
= — 2 (K2 4+ k> = 2k%). 5.120
g 3 (&t hy = 2K) (120
On the other hand, from Table 5.13,
52
H™ = — [-3y; (Teiki + c.p.)] (5.121)
2mo

if the 7;; matrices are real. Comparing, e.g., the term proportional to k? (which only
requires the 7,, matrix), one finds

1 3 10
Ty = —. /=, 122
<02I| ||v2> 3 (5.122)
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All the needed symmetrized matrices are collected together in Table 5.11. Note that
the T, matrix given by Winkler [21] has a sign mistake.

Table 5.14 Cartesian matrices 7 for the j = % and j = % cross-space for zincblende [81]

1<—f3010> _<J§010)
T, = —&% B T, =+~ B
M\ o —1 0 V3 W2\o 10 W3
0100
o001 0)

0 -1 0 3 0 -1 0 —+/3
T = 31% s Tyy = 31% B
: -3 0 1 0 Y30 1 0

T, =

IS

5.8.4 Parameters

Having presented the Hamiltonian, we will now spend some time understanding
some of the parameters. One of the reasons is because it is possible to relate the
parameters from different models. Indeed, it will also be important to establish any
connection among parameters in different subblocks of the same model. Finally,
there are some inconsistencies in the literature. For example, Winkler [21] has three
B parameters to the single one in the paper by Trebin et al. [81]. The other two
models to be compared to here are the one by Weiler [98] and by Kane [31].

First consider the y; parameters of Weiler. We can use the DKK Hamiltonian as
reference. From Table 3.5,

3 3|H(k)|1 ! ! (H H, 2iH)y)
- = _——_——)) = —— — — 21
2 5 77> \/6 11 22 12

= L6 [(L —M)" (k; — k) — 2iNFk.ky]

hZ
= o [\/EyzK (k2 —k2) — 2iy3kaky] .

We have labeled the parameters as yX to reflect the fact that, while Table 3.5 is for
the valence band only, the comparison to the Weiler parameters requires a Kane-like
model. Thus, in the Weiler model, we have the same matrix element being



5.8 14-Band Model for Zincblende 129

1, N6, . 3, -
_Eystz - 17)’3Fi = _\/;Vz (kf - kf) — 1\/6y3kxky.

Comparing the two expressions give

v =vE.vi= vk

Similarly, we find

Vl/ = V1K~

The yX can be related to the Luttinger parameters as follows. Using Eqs. (5.77) and
(5.78), one has

2

I oy — 1= yf 4 2E
=T BTN
nmy K P2

= ——(L —-—M) = —_—,
2 6h2( )=y, + 3E,

2m0 K 2

= e T T g,

For example, comparing the <% %|H |S T), Weiler has

1 1 1 1
Pk_+ —GF/ + -NsH" = —

V2 V2 2 V2

while Winkler has

1
Pk~ + v2Gkyk, + 51\13%13+,

1Pk‘+ 1B+kk+ ! D’<33|(T B, +c¢ )|ST>
] —= Dy, —u - = iz Dy -p.
V2 NV L VI LR P

1 1 i
=——Pk™ + —Bg kik, + —=upD'By,
V2 2 T e pt T

and Kane has
(S|H|X) = iPky + Bkyk.

Note that all three use bases that differ in phase. Taking this into account gives us
the relations among some of the parameters presented in Table 5.15.
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Table 5.15 Relationship among some zincblende parameters. Differences in the expansions are
not made explicit

Winkler [21] Weiler [98] Kane [31]
P P=P P

B, -2G B

By, —3V2N, 0

By, -2G’ —B

D’ 3v/2imgN3 /2

In Table 5.15, differences in contribution from remote bands are not made
explicit for simplicity. However, the differences can, of course, be important and we
illustrate a few cases. We recall that, in the Kane model, the valence-band param-
eters L’ and N’ differed from those of Luttinger due to the difference in F. In the
extended Kane model, M’ also differs due to the difference in H;:

Q2

H=H+ ——,
YN (B, —Eny)

(5.123)

where Q is the momentum matrix element between the I7s, and I'}s, states (Fig. 5.2).
For instance, for y;, the relationship among the Winkler (Wi), Kane (primed) and
Luttinger (unprimed) parameters are as follows:

4 2my 2m P? 4mo Q*
1 / !
Vie (L +2M) - 1=y + + -1
" 3h2 ( ) . 3h(E, — Er,) 3h*E,—Er,)

(5.124)

Typical values of the parameters are given in Table 5.16. Most of the band parame-
ters have been illustrated in Fig. 5.2. A~ is a spin-orbit energy between a conduction
state and a valence state. Cy characterizes the spin splitting of bands to be discussed
in Chap. 6. g* is the g-factor to be derived in the magnetic-field chapter (Chap. 9).
The cellular functions | X'}, |Y’) and |Z’) forming the I g. states were chosen to
be pure imaginary (and so was the Iy, |S) state, while |X), |Y) and |Z) forming
the 73, states were chosen to be pure real) so that some of the matrix elements
are imaginary. For diamond-type semiconductors, P’, A~ and Cy all vanish due to
inversion symmetry.

An example of a 14-band model band structure is given in Fig. 5.3. One can
clearly see anisotropy and nonparabolicity in the valence bands. The additional
splitting of the hh and /h bands along the [011] direction will be discussed in the
next chapter.
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Table 5.16 Example band parameters for the 14-band extended Kane model [21]

GaAs InSb
Eo (eV) 1.519 0.237
Ag (eV) 0.341 0.810
E} (eV) 4.488 3.160
Al (eV) 0.171 0.330
A~ (eV) —0.050i
P (eVA) 10.493 9.641
P’ (eVA) 4.780i 6.325i
0 (eVA) 8.165 8.130
Cy (eVA) —0.0034 —0.0082
me (mg) 0.0665 0.0139
g —0.44 —51.56
" 6.85 37.10
72 2.10 16.50
3 2.90 17.70
K 1.20 15.60
q 0.01 0.39
— 1.- 5 ' 1 T 1 T T T ¥ T
L GaAs |
I J ]
-1.7 |
g\ - -
& | | :
= L J
-1.9F -
L | |
i I |
_21 = -
I | ]
| |
_23 L 1 I 1 ' 1 1 1 L \
3 2 1 0 1 2 3
Koot (10"em™) Koy (10'cm™)

Fig. 5.3 14-band model of GaAs valence band. Reprinted with permission from [103]. ©)1996 by
the American Physical Society
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5.9 Wurtzite

The valence band of WZ semiconductors has been extensively studied using the
method of invariants.

5.9.1 Six-Band Model

The six-band model had been originally derived by Rashba, Sheka and Pikus
[1, 41, 61] and we will refer to the latest form in the book by Bir and Pikus. There
are now at least two other forms, by Sirenko and coworkers [43] and Chuang and
Chang [46]. We will compare all three here.

5.9.1.1 LS Basis

Near the I" point, Bir and Pikus [1] gave the following result using the method of
invariants:

Hrsp(k) = A1J? + Asd.o, + V245010 + J_0)
+ (A1 + A3J2) K2+ (Ag + Asd D) — As (J22 + T2K3)
—2iAgk. (J.J Yk — (o, T Yhy) 4+ Aqk_ Ty + kyJo) (5.125)
+ (Ol1 + a3 Jf) (o k- +o0 ky)+as (Jik,a, + Jfk+a+)

240, (S Sy Yk 4+ {J T Yky) + 2iask: ({J: T Yo — {J.J }oy),

where {AB} = (AB + BA)/2 and the individual terms in the above equation were
constructed from the following irreducible representations: I, I, I's, I, I, I,
Is, I's, I, I, I's, and Is, respectively. They wrote down the six-band form given
in Table 5.17.

In comparing with the work of Sirenko and coworkers [43] and Chuang and
Chang [46], it is realized that the RSP Hamiltonian does not correspond to either
of the latter if the J matrices are chosen real, as given in Table 31.7 of Ref. [1]
and reproduced in Appendix C [Eq. (C.4)]. Indeed, real J.. are inconsistent with the
definitions given in Table 5.18. Thus, Sirenko and coworkers [43] give

Hsixis(k) = —1 (A + Ar + Bik? + Bsk1) + AsJo,
V245 (Joo_ + J_0y) — J2 (A1 — Bok? + Buk?)

_BS (J_;,z_ki + Jfki) - 2B6kz ({JZJ+}k— + {JZJ+}k—)

K
—i——(k_Jy — kg J_) (5.126)
2m0
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Table 5.17 Six-band RSP Hamiltonian in LS basis

i) ol o) Miol) ot i)

F 0 —H* 0 k* 0

0 G A —H* 0 k*
Hyse(k) = | —H A * 0 ! o .

0 -H 0 3 A I*

k 0 I A G

0 k 0 I 0 F
where

A =245,

F=A+28+r+0,
G=A—-A+Ar+06,
k = Ask?,

H = i(Agkik; 4 A7ky),
I = i(Akik, — A7ky),
A= AkZ+ A3,

0 = Ask? + Ak,

Table 5.18 Notations for irreducible representations, functions, and matrices for wurtzite

P62 [61]
SJKLS [43]
KDWS [33] BP75 [1] MU99 [55] CC96 [46]
FS F5 Ff)
Iy Iy T
ky = ke £iky ky =k, £ik,
Jy = i% (Je £14y) Jo = % (Je £14y)
oy = :I:% (ax :I:iay) oL = % (O'X :I:iay)

—PI — QJ? + AyJ.o, + V2450 + J_ay)
—RJ? — R*J? —28{J.J} = 28"(J.J_} = TJy —T*J_, (5.127)

where the quantities in the second equation are defined in Table 5.19, together with
the matrix form of the Hamiltonian.
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Table 5.19 Six-band Hamiltonian in LS basis according to Sirenko and coworkers [43]

Hsjkrs(k) = —

where

Y1 1 1)
P+ Q- A
0
T 4+ S*
0
R*

0

Y1 1)
0

P+ Q+ Ay —/24;

—245
T* 4 §*
0

R*

Yiot) Y1od) Y1) (Y1)
T+S 0 R 0
T+S 0 R
P 0 T-S 0
0 P —243 T-5
T* —§* =243 P+ Q+ A, 0
0 T*-s5* 0 P+Q—4A

P = Ay + A+ Bik? + B3k3,

0 = —Ay + Bok? + Bak?,

R = Bsk?,

S = Bgk.k_,
RK

T =i—k_
l2m0

Finally, the third form we would like to present is the one by Chuang and

Chang [46].

Hee(k) = AJ? + ArJ.o, + A(Jyo- + J_0y)

2

mo

— 2Agk: ((Jod Yo + {1}k

I
o [(Ar+ A3I2) k2 + (Ao + ALIZ) KL = As (3K + J2K3)

(5.128)

In the above, terms linear-in-k have been dropped. They wrote down the six-band
form given in Table 5.20. We now compare the above three Hamiltonians. The CC
Hamiltonian is the same as the SJKLS one, Table 5.19, with a slightly different
ordering. Comparison of the different constants is given in Table 5.21. The basis of
RSP appears to be the same as that of SJKLS. As Chuang and Chang [46] stated,
there are phase differences between their Hamiltonian and the RSP one, in addition
to the different basis ordering. The two are made almost identical by proposing
the following basis for RSP: {—u, u,, ius, uy, —us, iug}. In the CC Hamiltonian,
this changes the sign of K and changes their H and A to iH and iA. The first two
changes are needed to bring the RSP Hamiltonian to look like the CC one. However,
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the discrepancy that remains in A means it is only real in one of the two cases, and
pure imaginary in the other. We follow Chuang and Chang [46] in taking theirs to be
real. Indeed, we will use the Hamiltonian of Chuang and Chang [46] as the six-band
Hamiltonian for WZ in the LS basis.

Table 5.20 Six-band wurtzite Chuang—Chang Hamiltonian in LS basis [46]

1) u2)  fuz)  lusa)  us)  ue)
F —K* —H* 0 0 0
—-K G H 0 0 A
Hee(k)=| -H H* A 0 A 0 ,
0 0 0 F —-K H
0 0 A -K* G —H*
0 A 0 H* —H A

where

F=A +2A+xr+6,

G=A—A+Ar+0,

h2

* = e [A1K2 + Az (K +&5)]
w 2 2, .2

0 = e [AskZ + Ay (k; +K7)]
K2 L2

K = %AS (k\» +lky) N

2

h .
H= 2710,46 (ks +iky) k-,

A = V24,

Table 5.21 Parameters for six-band Hamiltonian in L S basis for wurtzite
CC96 [46] BP75 [1] SJKLS [43]

%Al Ay —B
L A As —Bs
%As Az -B,
a4
%As —As Bs
L= Ae —Ag Bs

Aq h K
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5.9.2 Quasi-Cubic Approximation

The six-band Hamiltonian is often simplified using the so-called quasi-cubic approx-
imation [1, 105]:

1
Al = Ay, Ay = A3 = §A509

Az = 4As5 — V24, (5.129)
24 = —A3 = A — Ay,

A; =0.
In the GJ model, the equivalence is to set q72 = 2/3. Within this approximation, the
WZ structure is viewed as a ZB one, strained along the [111] direction. According
to Bir and Pikus [1], the difference between A, and Aj is at most about 2 % for
CdS, CdSe, ZnS and ZnSe, while A; ~ 10~ eV/cm, i.e., reasonably small. These
would indicate that the quasi-cubic approximation is excellent for these materials.
Gutsche and Jahne [42] have reported q72 ~ 0.43, 0.6 and 0.01 for CdS, CdSe, and
ZnO. Thus, one might question the applicability of this approximation for ZnO; the

same conclusion was reached by Langer et al. [106] by fitting excitonic lines under
a uniaxial stress.

5.9.2.1 JM, Basis

Sirenko et al. [43] stated explicitly their choice of the JM states:

3 /3 —2m 1 [3+2m 1

’§m>= G 1m+§>|l/)+ G llm—§>|T>

1 /3 +2m 1 /3 —2m 1

’§m>= G ‘1m+§>|¢)— 5 ’1m—§>|T) (5.130)

This then gives

3 3

’5 §>= [11)] 1),

‘3 N_oL, \/510

3 §>— ﬁl WA+ §| 1),

‘ > flloli |1—1>|T> (5.131)
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3 3

'5 —§>= 1 —=111),

‘1 ! = \/311 ! 10

5 §>— §| HM_ﬁ' M),

‘1—1 = ! 10 —\/51—1
5 §>_ﬁ| D §| ).

One can then rewrite the LS Hamiltonian in this basis.

5.9.3 Eight-Band Model

In Table 5.22, we give the functions and matrices transforming according to the dif-
ferent representations. Since we are about to construct the general &k - p Hamiltonian
near the I" point, time-reversal symmetry imposes additional restrictions namely
that all terms in the Hamiltonian must be even subject to time reversal. For that
reason, we partition the representation functions into even or odd components. In
Table 5.22, we have introduced the notation:

) e
S=ik xk= ;LB,
Se =3 (S %iS,).
oy = % (O’x + ioy) ,
ki = (kx + iky) , (5.132)

and B and £ denote the external magnetic field and electric field, respectively.

Table 5.22 Basis functions and matrices for wurtzite C¢,. {AB} = %(AB + BA)

Representations Matrices Odd functions Even functions
I 1 ko k& kiEy 4 kyE, Spk_ +S_ky, &,
k?; {kik_}
I o, (kx &), S, Scky, Siko — S_ky
I3 k- 3{kxk§}
Iy k? — 3{k,k?}
Ts 04, 0_ Se Sk, k_ Siky, S_ky, Scky, Sk_, Eq, E
(kx &)y, (kx &) {kyk:}, (k-k:}
Is Sk, S k_

k3, k2
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Before continuing, we also need the double-group product representations of Ce,:

Ll =Iel,dIs,
RI=I1 &L Is5,
LLhy=IeheleIy,

IM'@ly=15® I%. (5.133)

5.9.3.1 Spin-Splitting Terms

Discarding first external fields and collecting spin-splitting terms linear-in-k and
cubic-in-k only, we find the following general result for the I and Iy bands using
Table 5.22:

Hy5(K) = y) (0_ky + 0k_) + yok? (0_ky + 0 k)
+y3k? (0 ky +oik), (5.134)

where yj, y», y3 are constants to be determined using perturbation theory, indepen-
dent theoretical results (e.g., ab initio), experimental data, or combinations hereof.

For the I'y bands, we find the following spin-splitting invariants up to third order
in k in the absence of external fields:

Hy(k) = vy (k] — 3kck3) 00 + v2 (k) — 3kyk3) 0, (5.135)

where, again, y;, y» are constants to be determined using perturbation theory, inde-
pendent theoretical results.

5.9.3.2 Linear-in-k Terms

One can now give the general 8 x 8 Hamiltonian matrix structure using the method
of invariants. We shall consider only up to linear-in-k invariants but include external
electric and magnetic fields. Note that couplings between the eight states will allow
for higher order in k contributions.

For the 2 x 2 I'; x I'; matrix part, we have, using Table 5.22,

Hy7(K) = o) + o] (0_ky + ok )+ a3€, +af (S_ky + Sy k) + a; S.0,
ol (S_oy + Syo-) +al(k x E).0, + o [(k x E)_oy + (k x E);0_]
Bk, + B] (046 +0_EL) + Bik.E + Bl (ki E— + k_E})
+Bk.S.0. + BL(S_ky — Sik Yo, + Bl (E_ky —Evk_)o,

+Blk: (S_oy + Si0) + BIS. (0_ky + 0kC). (5.136)
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where « (B) coefficients distinguish between terms fulfilling (not fulfilling) time-
reversal symmetry. This is relevant for the H;,7 blocks only since they appear in
the total Hamiltonian as both on- and off-diagonal blocks (on-diagonal blocks are
required to satisfy time-reversal symmetry while off-diagonal blocks are not).

For the 2 x 2 Iy x I'y matrix part, we have

Hoyo(K) = ag + ] & + o) (S_ky + Sk )+ a3S.0, + aj(k x £),0,, (5.137)
while for the 2 x 2 I'7 x [y matrix part, we find:

Hyo(K) = v (0_ky + 00k_) + v, (S_oy + Sy0_) + " (S_k_o} + Sikyo?)
+7 [k x E)_0y + (k x E)y0-] + ¥ k; (S_0 + S10-)
+vg S: (0_ky + 04k ) + v k. (Eyo_ + E_0y)

+10°8, (kyo_ + ko) + vy’ (ko2 +k_E_0?). (5.138)
The general 8 x 8 matrix then takes the following form:

/ /
Hpg Hpg Hpg Hixo

Hj; Hia Hi; Hixe
Hgys(k) = ) ) , (5.139)
H7><7 H7><7 H7><7 H7><9

Hoy7 Hox7 Hox7 Hoxog

where each of the 16 blocks are 2 x 2 matrices of the form given in Egs. (5.136),
(5.137), and (5.138). The primes on the H-, , indicate that time-reversal symmetry
is not required such that terms with coefficients B/ are allowed. For the diagonal
blocks H7y7 (without primes), however, the coefficients /3i7 must be zero so as to
fulfill time-reversal symmetry. Obviously, since the Hamiltonian is hermitian, there
are only 10 independent blocks. Note that the constants («’s and S’s) are different
for each of the 10 independent blocks. These must be determined using independent
information.

5.9.3.3 Effective-Mass Terms

Next, we use the method of invariants to obtain the general structure of the 8§ x 8
Hamiltonian including linear-in-k and effective-mass terms in the absence of exter-
nal fields. At the I" point, we find

Hyg(k) = o + of (0_ky +ok-) + agh? + aglksk_} + Bk

+B (o_{koky} + oy fhk-), (5.140)
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where o (B) refer to terms fulfilling (not fulfilling) time-reversal symmetry. The g

terms are allowed for the off-diagonal blocks only, i.e., the H7’X7 blocks.
Similarly, we find

Hyxo(K) = y” (0_ky + ok ) + yjp (0-{kky} + oy fhk }),  (5.141)
and
Hoxo(K) = ) + ask? + g {ksk_}. (5.142)
The total Hamiltonian structure is the same as in Eq. (5.139) and the text follow-
ing Eq. (5.139) still applies.
5.10 Method of Invariants Revisited

Cho [82] has provided another formulation of the method of invariants. This is now
described.

5.10.1 Zincblende

The irreducible tensors present in the effective Hamiltonian are given in Table 5.23.
Note that /, is the x component of an angular vector, e.g., the three-dimensional
orbital-angular matrix in the valence-band states [Eq. (5.148)] or the Pauli spin
matrices.

Table 5.23 Irreducible tensors for zincblende

I S[1]

I T [xl, +yly, +zl;]

Iy U, V) [V3 (x> = y?), (227 = x* = »?)]
Is (P, Q, R) [l 1y, 1]

Is (X,Y,Z)[x,y,7]

Reprinted with permission from [82]. (©) 1976 by the
American Physical Society

In Table 5.24, a list of relevant physical variables are given transforming accord-
ing to the various irreducible representations separated according to their time-
reversal transformation properties. While the transformation of the wave vector and
strain were already given in Table 5.12, they are repeated here in order to relate to
the notation in Table 5.23.

For example, the only independent components of the product of /; with itself can
be obtained from Table 5.25 by noting that (P, Q, R) = (P, Q', R') = (I\,1,,1;)
and only combinations of the following symmetries are present in the 7, group:
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Table 5.24 Examples of fields and transformation properties for zincblende. k;, &, B;, and ¢;;
denote wave vector, electric field, magnetic field, and strain field, respectively. A field transforming
according to K (K_) is invariant (changes sign) under time reversal

K_ K,
r S K =k + kS + k2
e=E+&4+¢

Exx T Eyy + &2

I T
Flz U 53—5)2,,8“ — Eyy
14 E2—E%,26,, — £cx — &y
F25 P x
y
R z
FIS X kx £xs kykzy Eyz
ky 6)‘5 kxk27 8)(2
kZ 5z7 kxkyv Exy

Reprinted with permission from [82]. © 1976 by the
American Physical Society

S=L+05+1,
U.Vy=v3(;-13). 22 -2 -1

v
(X,Y,2)= ({lylz}v {lzlx}v {lxly})

In forming the invariant Hamiltonian, we have for the conduction band,

HY =15, (5.143)
H = 2%(Po, + Q0. + Royz). (5.144)

For the valence band,
HY = (a1 +2a0 DS+ ¢ [V3U (2 - 12) + VGE - 2)]

++/2¢; [\/gU(lxax — Loy + V3lo. — o - 1)]
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XA+ XX
ZX+ . XZ
AZ+ ,ZX

XA — AX
ZX — ,XZ
AZ — ZK

AKX — XX —,Z7ZT
(AKX — XX)gN

ZZ+ KX+ XX

X0 — Ad
Zd — X4
A4 —,Z0
X0 + Ad
Zd + Xy
A +,Z0
(Xd — ,A0)EN

A0 — ., Xd — 74T

ZY + ,A0 + . Xd

«dO+,0d
Ad+ . dd
0¥+ 40

d0 —,0d
Ad — ,dd
08 — 40

00—, dd — J¥T
A\UU - \mn&vm\(

A +,00+ ,dd

ZAT
AA+ ngM—
XA —ngM

ZNT
AN = AEN)
X+ AgM—

A 1T
000 — AEM
d(0+ AgM—

A AT

AA— 11
NA+ AN
NA— AN

AA+ NN

\MN..N
0L
L
Z 1
\\WrN

XA

ML~

AL—

\rNrN

ZS
AS
XS

AS
08
dS

AS
ey

LS

SS

z
A
X

m~r~

mNrN

N_rN
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++/8di [P(lyo, — L,oy) +c.p.] + ~/8e [X{L,1.} + c.p.]
++/8e: [X (o, +1.0y) +cp], (5.145)
H = 4by (o {ly L.} + oy {lL} + oo {LLNT
++/8¢, [U(Z{lxly}oz — (LYo, — {L.L}oy) + V3V{LL oy — {lylz}ax)]
++/2d,(Pl, + Ql, + RL) + 2dy(Po, + Qo, + Ro.)
+4d5[P({lil )0, + {I,ls}0,) + c.p] + 4ds (Po.l; +c.p.)

+82 [X ({I-LJo. — (L }oy) + c.p.] + 42, [X (12 — D)oy +c.p.].
(5.146)

The above expressions for the valence-band Hamiltonian components HS(U) and

HX}S) can be used next to find a 6 x 6 Hamiltonian in the one-particle valence-band
states [82]:

1
b =—

ﬁ[(XJriY) 1.
b = %[22 P —(X +iY) |1,
¢3 = %[2Z¢+(X—1Y) 1,
¢4 = % (X —1i¥) ], (5.147)

1
¢s = —=[Z 1t +(X +i¥) ],

/3

1
=—[-Z X —iY) 1]
b6 ﬁ[ V(X —iY) 1]

Note that these differ from our choice in Table 3.4 by a sign change for the ¢, ¢,
¢3 and ¢ states. We make use of 2 x 2 spin matrices o; (i = x, y, z) and the orbital
angular momentum matrices,

010 0 -1 0 10 0
h in
L=—7|10 1], ,=—%|1 0 1], L=8|0 0 0|,
V2 T2
010 0 1 0 00 -1
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in the basis set consisting of the three states: |1) = —(X +iY)/\/§, 0)=2,|—-1) =
(X —1iY)/ /2. This is consistent with our earlier choice of I matrices for diamond
(Sect. 5.2).

The matrix for HS(C) and H/(\Cs) can be found immediately:

( TS+ AR X(P—iQ))
) (5.149)

AP +1i0Q) tS—AR

A matrix expression for HS(”) in the valence-band states defined by Eq. (5.147) is

then as given in Table 5.26, where, €.g., the matrix entry Hé”) (2,3)is (¢2|HS(”)|¢>3)
and so on. The matrix coefficients are

a=(a+a)S+(c + \/ECZ)V, f= \@clU — i\fZeIZ,

b=aS -2V, g = V24,8 —c,V —2id\R,  (5.150)
¢ = (a1 —@)S + (c1 — V2V, h = V2d,(Q +iP) + V2ex(¥Y —iX),
d=—d\(Q+iP)S + (e + ex)(Y — iX), k = N3cU —2ie, Z,

e=—di(Q +iP)S —(e; —e)(¥Y —iX), g+ =g+g =2vV2aS—2cV.
As an example, note that the only terms in Hy" contributing to entry HS(V)(I, 1)

are the terms where none of the operators oy, o, [, [, appear. Thus,

33 33 33 33
<5§|H§“>|5§> = <§§|S(a1 +2a0 D+ eV (32 -2) + V20V Blo, — o ~l)|§§>

33 33
= <55|s (@ +2a20.1,) + 1V (312 = 2) + V26,V (3.0, — L,o,) |55>
2

—33|S +2 l1+V(3»112)+f2v311 11|33
T\ @y “l 2 2)22

=S(a1+a2)+v(c1+ﬁc2). (5.151)

In analogy, we compute the matrix expression for H/S’S) in the same valence-band
states obtaining Table 5.27. As above, we give the derivation of the matrix entry
(v)
H (1, 1):
As\L

33 0,33\ (33 — _ N33
22\ H ——:——(Zde 2d,Ro. 4de)——
<22| AS|22> <22| V24 Rl; +2d,Ro; + 44 Ro; |22>

= v2d,R + d>R + 2d,R.
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Other matrix elements can be obtained in a similar fashion. We will now show the
equivalence of these results to those previously obtained; for example, to the DKK
Hamiltonian (note that the latter is strictly for diamond but the Hamiltonian is the
same if the asymmetry terms are neglected).

Let us recall two DKK matrix elements in J M basis using Elliott-LK notation
(Table 3.6):

33 33\ 1 1
<——|H|——> =P =50 +M) (k3 +K3) + Mk,

22 22 2

33 31 1

——|H|==)= R =—-N—(k, — ik,) k;, 5.152
<22| |22> ﬁ( iky) k. (5.152)

where the free-electron contribution to (% % |H| % %) has been discarded.
We now give the equivalent matrix elements following Cho’s procedure. In the
absence of external fields and strain, Tables 5.26 and 5.27 give

33 .33
<§§|HS()+H/§S)|§E> = (al —|—a2+2(cl +\/§CZ)) kzz

+(a1 +a, —c — \/Ecz) (kﬁ +k§),

33, 0, yw3l\ V2 .
<§§|H§ '+ H§§|§§> = e +2e5)(Y —iX)

2
= \/7;(61 + 2ey)(ky — iky)k, (5.153)

and the two results (DKK and Cho) agree symmetrywise. It is important to notice
that time-reversal symmetry of the Hamiltonian ensures that there are no k;k; I'is
contributions from H/S’S) to (%% HS(V) + H/(\”S)I%%). This is so since the &; term in
Eq. (5.146) involves three angular momenta and hence changes sign under time-
reversal symmetry if X = k;k; (k;k; is invariant under time-reversal symmetry).
In other words, contributions from &, term only arise when X changes sign under
time-reversal.

5.10.2 Wurtzite

We proceed with a similar discussion for the WZ crystal system. In Tables 5.28 and
5.29, we list the various irreducible components and fields, respectively.

Note that B is an axial vector and hence transforms as the three-dimensional
angular momentum matrices 1. With the above tables, we can construct the Hamil-
tonian matrices in the two conduction states and the six valence states. This is done
in Eqgs. (5.154), (5.155), (5.156), and (5.157).
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Table 5.28 Irreducible tensors for wurtzite

I
I3
I3
Iy

Is

Is

STl,z,12]

T [1.]

U [(3x* — y)y]
V[3y? = x)x]

X [x, —1,]

Yy, L]

W a2 =32, 12 = 2]

Z [2xy, 21,1,

Reprinted with permission from [82]. ©
1976 by the American Physical Society

Table 5.29 Examples of fields and transformation properties for wurtzite. k;, &, B;, and ¢;;
denote wave vector, electric field, magnetic field, and strain field, respectively. A field transforming
according to K (K_) is invariant (changes sign) under time reversal

K_ K,
r S ke ki + k3, k2, B + B}, B?
&L EX+ELE
Exx + Eyy, &2
n T B.
Iy U
r, 14
Iy X ke, By Ecrkek, EEo, BiB:, £x
Y ky, =B, &y kyk,, EyE.. ByB. £,
Iy 14 k2 —k2,E2 — €2, B} — B2, £x — &y
z 2koky, 26cEy, 2B, By, 265y

Reprinted with permission from [82]. ©) 1976 by the American Physical Society

H{ =18, (5.154)
HS = 2000 + 20(Y 0,x — Xovy), (5.155)

HY = [a1 + al? + 2a3l,0, + 2a4(1,0, + 1,0,)] S + V2b1(ly0y — [,0)T  (5.156)

+2v2e (X1, + Y1y)o. + 2ex(Xoy + Yo, )l + 28/ 2e3(X{L L.} + Y{I,1.})

+ A W@ =)+ 22,3 + V21 [y — o)W + oy +1,00Z]
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HYY = 2¥2a, (LYo, — {I,l.}o,) S (5.157)

+ I:Bllz + 252‘72 + 25313202 + 2\/554 ({lxlz}a‘x + {lylz}ay):l T

+c1 (5 = 1) o — 2Ll Yo, |U 4+ dy [(17 = 17) oy + 2{LLy}or | V

+V2e (LY = 1,X) +2 (e + el?)0.Y — 0,X) +4v2e; ({L.L}Y — {1,1.}X) o,

+& ([(12 =) ou +2{Ly}o, | Y + (I — 1) 0y — 2{Luy )0, ] X)

+2f, [} =)o Z — 2{L, 1, }o. W]

+2V2 71, [({Ll Yo, + (LYo ) W — ({Ll Yo, — {1,1}0,) Z] .
The coefficients in Eqs. (5.154), (5.155), (5.156), and (5.157) agree with those
in [82]. It is now possible to construct the representation of the conduction-band and
valence-band Hamiltonians using a set of two and three basis states, respectively.
This can be done, similar to the ZB case discussed above, accounting for mixing of
S and Z states (as both belong to I'}) or using the quasi-cubic approximation for the
WZ structure. The interested reader may consult Cho [82] for the details using the
quasi-cubic approximation.

As an exercise, we will derive the final term in Eq. (5.157) using (1) Table 5.30
and (2) the tables in Koster et al. [33].

Table 5.30 Multiplication of irreducible components of representations for wurtzite

I N Ss TT' uu’ Vv’ XX +vY WW' + 27
I T ST’ uv’ XY —-YX' Wz —ZW’
I3 U SU’ TV’ XZ' +Yw’
Iy Vv N4 TU' YZ' - XwW
Is X SX' -TY' vz -vw’ XZ' —Yw’
Y Sy’ TX' uw’ vz YZ' + XW
I's w SwW’ TZ -UXx’ -VX XX —-vY zZZ' - Ww’
V4 \y4 —-TwW’ vy’ VY’ XY +YX WZ'+ZW'

Reprinted with permission from [82] following the coupling-constant tables in [33]. © 1976 by
the American Physical Society

(1) We can form states X’ = —TY = —(,)(—l;) = LI, and Y = TX =
(I)y) = Il transforming as X and Y, respectively, as follows from the fourth
column in the I states (Table 5.30) and the I5 states listed in Table 5.28. Further,
o, and —o, transform as X and Y, respectively, such that (o,)(l;l,) — (—o)(;1,)
and (oy)(l;l,) + (—oy)(;l,) transform as W' and Z’, respectively, using the seventh
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column in the I states (Table 5.30). Finally, we obtain from the eighth column in
the I states that WW + Z'Z = (0,1 + ol 1))W — (0yl.l, — oyl.],)Z. Sym-
metrization of products involving the same angular vector (e.g., [,l, — {l,[.;}) gives
the final term in Eq. (5.157).

(2) Following the notation in [33] (pp. 17-18 (Sect. 4.3) and tables on pp. 68—
70), we have either [(Y>,, ¥)) = (—i(x +iy), i(x — iy)) or (¥, ¥)) = (—(S, +
i8)), (Sx —iS,)) where, e.g., S, denotes the x component of an axial vector.

We shall use three coupling-coefficient tables (pp. 68—70 in [33]) for this deriva-
tion reproduced below (Tables 5.31, 5.32, and 5.33).

Table 5.31 Coupling-constant tables for wurtzite [33]

uzvil uzvls

1//51 i 0
5 .
Yy 0 —i

Table 5.32 Coupling-constant tables for wurtzite [33]

uilvil Milvf M?Uil M?UIS
12 0 ﬁ —% 0
v, 0 0 0 i
v | 0 0 0

Table 5.33 Coupling-constant tables for wurtzite [33]

ul v ul vy upv?, ufvy
¥ 0 % % 0
noo0 o E om0
¥, 0 0 0 1
o 1 0 0 0

uy, ¥ and uy, v, are states representing the one-dimensional representations I
and I, respectively. First, we shall construct states wf , and wf using Table 5.31.
These are: (wfl, 1//15) = (iuzvil, —iuzvf) = (—18.(S, +1Sy), —1S.(S, —iS,)) with
u, = S, and (vil, vls) = (—(Sx +15,), Sy —iSy).

Combining the latter states with the w’s states: (o, — ioy, —(ox + i0,)) using
Table 5.32 allows us to construct WEI and wf states. We find: (wﬁl, wf) =
W 0% ) = (S — i8,)8.(S, — 1)), i(S, + 1S,)S.(S] +iS))).

An invariant (transforming according to vr;) can be found by combining the lat-
ter Y states with a different set of I states: (¥'®,, v'%) = (W' v, v v,
= (i(x —iy)i(x —1iy), —i(x +1iy) —i(x +1y)] = [-W +iZ, —W —iZ) employing
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Table 5.33. We obtain:

1 ! !
V1= s (VoS EU) = VR[S, + S8,SOW — (5.8, — 8:8,5)7].
(5.158)

Again, we note that the product of two identical angular vectors such as S,S, is
replaced by the symmetrized combination {S,S,} = % (S;Sy + S.S;). Further, using
S =1, 8’ = o leads to the final term in Eq. (5.157).

5.11 Summary

The current chapter introduced the method of invariants, which allows one to list all
the independent invariant contributions to the Hamiltonian based upon symmetry
considerations. The parameters of the model can then be fitted to experiments or
can be compared to a perturbative formulation of the Hamiltonian. The latter step
requires that one expresses the invariant Hamiltonian in an explicit representation.
The theory was illustrated first using the classic work of Luttinger on the valence
band of diamond-type semiconductors in the presence of a magnetic field. This
allowed us to introduce the Luttinger parameters. The theory was then generalized
to Hamiltonians containing multiple representations, culminating in an exposition of
a 14-band model for zincblende. The theory was also applied to the wurtzite struc-
ture. Finally, the method was revisited using the more general formulation given
by K. Cho.



Chapter 6
Spin Splitting

6.1 Overview

The combined effect of inversion symmetry and time-reversal symmetry (Kramers
degeneracy) lead to spin degeneracy in semiconductors. Hence, if these two sym-
metries are present, all levels are at least two-fold degenerate, a familiar result from
atomic physics. The proof for crystalline solids is straightforward. Time-reversal
symmetry implies that both the wave vector and the spin components of a state
change sign:

Ei (k) = E_(-k), (6.1)

whereas inversion symmetry changes the sign of the wave vector but leaves the spin
state unaffected:

Ei(k) = E+(=K), (6.2)

where upper (lower) subscripts match together. Thus, combining the two operations
give spin degeneracy:

E.(k) = E_(K). (6.3)

This means that, for diamond structures where inversion symmetry is present, spin-
splitting terms with odd powers in k cannot appear in the energy-dispersion relations
near the I” point.

In zincblende and wurtzite structures, being inversion asymmetric, the spin-
degeneracy at a given k point is lifted, even in the absence of an external magnetic
field. In other words, if inversion is not a symmetry, both even and odd powers in k
are generally allowed in the energy expansion around the I point. This effect occurs
in bulk structures and is known as the Dresselhaus effect [32] or bulk inversion
asymmetry (BIA).

Besides the Dresselhaus spin-splitting effect, inversion asymmetry in semicon-
ductors can result due to the presence of external fields and/or material macro-
scopic inhomogenities (such as a heterostructure). Spin splittings arising from the

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 153
DOI 10.1007/978-3-540-92872-0_6, © Springer-Verlag Berlin Heidelberg 2009
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latter type of inversion asymmetry are known as Rashba spin splittings or structure
inversion asymmetry (SIA). The Rashba spin-splitting effects will be described in
Chap. 13.

The k - p theory of spin splitting has been extensively studied for bulk [32, 48,
104] using both perturbation theory and the method of invariant. A detailed presen-
tation of the effect was recently given by Winkler [21].

6.2 Dresselhaus Effect in Zincblende

One can study the spin splitting either within isolated conduction and valence bands
or within a coupled-band model. Both approaches will be presented.

6.2.1 Conduction State

The conduction electrons (I} states) do not display spin splittings linear in k,
whether due to the o - (k x VV) spin-orbit coupling term (VV transforms as I'}s) in
first-order perturbation theory, or due to the o - (px VV) term (p x VV transforms as
I5) coupled with the k - p term (p transforms as I's) in second-order perturbation
theory. This result (absence of linear-in-k in zincblende) was also obtained using
the method of invariant (refer to Tables 5.23 and 5.24 and the expression for the
conduction-band Hamiltonian in the same section). Hence, the lowest-order spin-
splitting contribution in k is third-order in nature. Using the theory of invariants,
it is possible to write down the general expression of third-order spin splittings in
zincblende structures. Note that the appropriate expressions depend upon the & - p
model being used.

Thus, using a two-band model for the conduction electrons, the result is [21, 107]

H* =y, ({ke(k; = kD)) or +c.p.)

_ G2 + K2k, ) LIS — k2k- ) — [k2ky ) o0
B R (R S 1 0 S N (G . Y A

where ki = k. + ik,, {AB} = %(AB + BA), and y, is a constant. Since the
conduction states along the [100, 111] directions transform according to the two-
dimensional I'is and Is double-group representations of C,, and Cj,, respec-
tively, conduction-band spin splittings vanish along these directions. This fact is
also immediately observable from the matrix in Eq. (6.4).

6.2.2 Valence States

For the 7, and I3, states, both linear and cubic spin splittings exist in zincblende.
The first-order coupling o -(kx VV') and the (more important) second-order coupling



6.2 Dresselhaus Effect in Zincblende 155

through o - (p x VV) and k - p to the remote I7,-like states [104] contribute to linear
spin splittings in k.

Again, spin splittings vanish along the [100] direction (though the dispersion
curve can be linear in k) as the wave-vector group C», only has two-dimensional
double-group irreducible representations. Along the [111] direction the heavy-hole
states split as they transform according to the one-dimensional double-group rep-
resentation I'js of Csz,. However, the light-hole states transform according to the
two-dimensional double-group representation I5s of C3, along [111] and are thus
not split along this direction.

Dresselhaus derived a linear-in-k Hamiltonian for the Iy states [32]:

0 ik ok BBk
H =G, " 0 Rk : 6.5)
—k, Bk 0 ey
L A
with
2
Ckz—%%<xl%lz>. (6.6)
Solving for E(k) gives four roots (keeping terms to first order in k only),

E(k) = +C; [k? = [3G2K2 + K2K2 + k2127 6.7)

For k || [100] the energy dispersion becomes (doubly degenerate)
E(K)100) = £Cik, (6.8)

while, for k || [111],

E(k/v3)u11; =0 (double),
E(k/\@)[m] = V2Cik, (6.9)
E&/v3)1y = —v2Cik.

However, one can show that Dresselhaus’ Cy is nearly zero. Another more important
contribution involves coupling to second-order in the Hj., and Hy, Hamiltonians
with the I, as intermediate states. Cardona et al. [104] estimates this second-order
contribution to the linear spin-splitting coefficient to be

Ad,c Ad,a

— A B , 6.10
ETY) — Eqe T UEWY) - Eag (6.10)




156 6 Spin Splitting

where Ay (Agc) and E; . (Eq,) are the spin-orbit splittings of the outermost
cation (anion) d levels and their energies, respectively. The coefficients A, B are
constants for I1I-V materials (A = 285 meV A and B = 155 meV A).

Using a six-band model, invariants for the 7, and Iy, states are [21, 107]

HEY = Ck klde, J7 = J2Y + k(s J2 = I+ kAJ J7 = U0

[ Yo vz 0 Vx
+y8v1[{kx,k3 K2V + {ky, k2 = K2y + (ke k2 — K2),]
o2 [k, k2 = K2VT2 + (g k2 — K2V + (ke K2 — K210
Fys0 ke k3 + K2Y e, I — T2} + kg, K2+ KIHT, J2 = T7)

"z

X y
+ {kg»ki—i_kz}{‘]ZvJXz }]
+ Yova [ {Tr. I — T7 }+k3{1‘,13 I+ K T = T2, (6.11)
H'" =y, [tk b} — k2o + {ky k2 — kD)o + (ko ki — k3)o] (6.12)

HY = —iV/3C [ky Uyz + kU, +k; ny]

+¥suro (ke kg = K23Uy + thy k2 = k23U + (ko k3 + K3U)
+¥suro.2 (ks k5 + K2YUy: + {ky k2 4+ kYU + {koy k7 + kY ULy)
+ysom.3 (kU + ngzx +KUy). (6.13)

In the expressions above, the J; and U;; matrices are given in Egs. (5.56) and (5.108).

6.2.3 Extended Kane Model

If one, instead, uses the extended 14 x 14 Kane model, invariants for the Iy, and
I7,, Iy, states are (from Table 5.13)

AW = BT, k) + T, ki) + 7 [k )

1 I
+5Ba[ (T —1T,) (K - 3k2) ~T.k-K) ] 619
HST = _\L@ Bru[ o {kske} + oy thekod + e fleoy ] (6.15)

The T;; matrices are given in Table 5.14.

Cardona et al. [104] were the first to derive k - p expressions for the cubic
spin-splitting coefficients using fourth-order perturbation theory. The fourth-order
perturbation employed in [104] involves three times the k - p interaction and once
the spin-orbit interaction (V x p) - . The corresponding diagrams are shown in
Fig. 6.1. Evidently, the k - p interaction lines 1, 3, and 4 in Fig. 6.1a (and the k - p
lines 1, 2, and 3 in Fig. 6.1b) contribute with factors proportional to P, Q, and
P’, respectively, such that the two diagrams (Fig.6.1a,b) lead to y,. spin-splitting
contributions proportional to P P’ Q. Similarly, the & - p interaction lines 1, 3, and 4
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Fig. 6.1 Spin-splitting terms in perturbation theory for the lowest conduction band

in Fig. 6.1c correspond to factors P, Q, and P giving a y, contribution proportional
to P2 Q. Finally, in Fig. 6.1d, two k - p interactions between I’ “and I'f5, one k - p
interaction between I'\5 and I, and one spin-orbit interaction between I'5 and I}
(A7) lead to the fourth contribution proportional to P'>Q. Adding the four terms
gives [104, 108]

Ye=A+B+C+D, (6.16)
where

4 Ao 2 1
A = _PP Q / / / + / )

3 3EW(Eg+ Ay LEy— Eo+ 4  Ey— Eo

4 A 2 1
B=_-PPQ—:; . | =+ —1, (6.17)

3 3(Ey — Eo)(Ey — Eo+ Ay) LEy  Eo+ Ag

4 PIQA”
C= —3%,
EO(EO_EO)

4 P?QA”

3Eo(Ey — Eo)?

Here, Eo and E refer to the Er; — Ery and Ery — Erp energies, Ag, A, and A~
arethe I'y — Iy, I'y — Iy, and 3((% %)v | H50|(% %)C) spin-orbit energies. A bar above
the Ey and E) energies represents an average of the two spin-orbit split components
with weight 2 for I'7 and 1 for I's. We note, as already pointed out above, that all
four terms A, B, C, D vanish in the absence of spin-orbit interaction.
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We emphasize that the Ag splitting term (Fig. 6.1a) was treated exactly in [104]
since A can be larger than the energies appearing in the denominators of the
general perturbative expression (in InSb, A9 = 0.8eV while E, = 0.23¢eV).
Cardona, Christensen, and Fasol also derived, following a procedure similar to
the one just outlined for y., expressions for the yin, Vin, Vshs Vies Yhe» and Vi,
spin-splitting coefficients in [104]. In particular, it was shown perturbatively that
vnn = 0. The cubic spin-splitting coefficients can be determined using third-order
perturbation theory in the k - p coupling [104] and involves coupling between the
Iy, Iy, states, the Iy states, and the Iy, I';. states (hence the product QP P’
appears in all the cubic spin splittings). Such a calculation involves, for the con-
duction s band states,

ZZ (s|Hy.ploe) {ce| Hi.p | B) (BI Hic.ps) , (6.18)
(E — Eao)(E — Egp)

where a (B) denotes a I'f5 (I7);) state or vice versa. A similar result is obtained for
the valence states. Carrying out this procedure gives

4i 1 1
ve= -z PPO [(Eo + A)(Eo — Ey— Ay Eo(Eg — E(’))} - (019
i 1 [13 5
Vav,1 = EPP/QE—O |:E_(/) - m], (6.20)
2%, 11 1
V8v,2 = gPP QE_O E_(’) - m_ ) (6.21)
2% 1 1 17
V8v3 = EPP QE_O m - E_(’)_ , (6.22)
4 11 1
Vevd = gpp QE—O _E_(’) - M_ , (6.23)
Y = ﬁPP/Q : : (6.24)
3 (Eo + A0)(Ao + E| + A})
, 1 1
S [E0<E/ T Ay T (Eot A)Aot Ey+ A >] (29
y8v7v2=_lPP/Q|: L ! + :
’ 3 EoE), Eo(E)+ 4 ' (Eo+ Ao+ Ep)

_ L } , (6.26)
(Eo + Ag)(Ao + E, + Ap)

V8v7v,3 = V8v7v,2- (6.27)
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“If I’y and Iy states are included among the A states (e.g., by changing from an 8 x 8
model to a 14 x 14 model), the Kane off-diagonal coefficients must be modified from
B¢, Bg,, By, to:

W e PO . L1628
8v.1 = Dy, 2i |Eg—E\—A, E{+A4, Ey—E, E;|
P/ B 1 1 1 1
Bgyo = Bgv - Q 7 A T Tt (6.29)
. 2i |Eo—Ej— A4, E;+4, E—E, E;
) P/Q B 1 1
B7v = B7u I / T / N (630)
_E()—EO _A() A()+E0+A0

Some general comments are worthwhile to mention at this point. In inversion-
symmetric structures, P’ is always zero as g, 7., 3. are even-parity states while
the momentum operator is a vector and hence changes under inversion. All coeffi-
cients except ¥sy,1, ¥7v, Y8v7v,1 are zero if the spin-orbit interactions Ay, A, vanish.
Even though the cubic k terms associated with the latter three are nonzero in the
absence of spin-orbit interaction, these terms do not lead to spin splittings as they
only couple states with the same spin orientation and do so similarly for the two
spin orientations. In other words, spin splittings in bulk structures also require non-
vanishing spin-orbit interactions Ay, Aj,. The cubic terms that remain in the absence
of spin-orbit interactions are possible only due to degeneracy at the I" point of the
I, and Iy, states since in this case the presence of cubic terms does not conflict
with time-reversal symmetry. It is important to mention that all cubic spin-splitting
terms in Egs. (6.19), (6.20), (6.21), (6.22), (6.23), (6.24), (6.25), (6.26), and (6.27)
disappear in multiband Hamiltonian entries if the I, states are included among
the ‘interesting’ states (the so-called A states in Lowdin perturbation theory) we are
solving for. Hence, in 8 x 8 or 14 x 14 matrix calculations where I, belong to the set
of A states, only the Kane B terms and the linear Cy spin-splitting terms are present.
In Table 6.1, we list examples of spin-splitting coefficients for the zincblende mate-
rials GaAs, AlAs, InAs, and InSb [96, 104]. Values in Table 6.1 reveal that, near
the I" point and for the valence band the non-vanishing cubic terms in the absence
of spin-orbit interaction: ys, 1, ¥7v, Ysv7v,1 are the most important together with the
linear spin-splitting coeffcient Cy. It should also be mentioned that according to
LMTO calculations the heavy-hole linear and cubic coefficients of GaAs along the
[110] direction are of opposite signs thus the spin-splitting coefficient for the heavy-
hole band becomes zero at a (small) but finite k = k.. Obviously then, for k < k.
(k > k), the linear (cubic) spin-splitting is the most important and determines the
sign of the spin splittings. In contrast, as mentioned above, from k - p perturbation
theory, the cubic coefficient becomes zero for heavy holes along the [110] direction.”

An example of spin splitting in the valence band can be observed in the 14-band
model of GaAs in Fig. 5.3. It can be seen that the bands are spin split along the [011]
direction but not along the [001] one. The magnitude of the spin splitting reaches
50 meV.
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Table 6.1 Spin-splitting coefficients in some zincblende materials

GaAs AlAs InAs InSb

Ve 27.58 18.53 27.18 760.1
V8v,1 —81.93 —33.51 —50.18 —934.8
V8v,2 47 0.526 1.26 41.73
V8v,3 0.49 0.175 0.42 13.91
V8v,4 —0.98 —-0.35 —0.84 —27.82
Vv —58.71 —27.27 —22.31 —146.8
V8vTv,1 —101.9 —44.30 —51.29 709.5
V8uTv,2 —1.2551 —0.474i —0.910i —23.92i
Cy —0.0034 0.0020 —0.0112 —0.0082
Bsy.1 —21.32 —34.81 —3.393 —32.20
Bsy,2 —0.5175 —1.468 —0.09511 —1.662
B7, —20.24 —32.84 —3.178 —-27.71

Reprinted with permission from [96, 104]. (©)1988 by the American Physical Society

6.2.4 Sign of Spin-Splitting Coefficients

Special attention is needed when evaluating the signs of spin-splitting coefficients
(both linear and cubic terms). Evidently, the signs of P, P, O, A~, Ay, and A
determine the sign of the cubic spin-splitting coefficient y. (and likewise for the
other cubic spin-splitting coefficients). Cardona et al. [104] provided a detailed
discussion of the signs of matrix elements of the momentum operator p and the
spin-orbit Hamiltonian Hy, based on wave function phase conventions. They chose
the anion to be located at the origin and the cation at ay(1, 1, 1)/4 which, with
their wavefunction phase convention, leads to positive values of P, P’, and Q. The
opposite choice (cation at the origin) leads to a sign reversal of P’. The same wave
function phase convention also fixes the sign of A~ determined by renormalized
atomic anion and cation spin-orbit splittings. We note, however, that the signs of A,
and Aj are independent of the wave function phase convention rather they are fixed
by the (well-known) signs of the renormalized atomic anion and cation spin-orbit
splittings only.

The linear spin-splitting coefficients C; are determined by combining linear-
muffin-tin-orbital (LMTO) calculations along the [111, 110] directions with k - p
results for the cubic spin-splitting coefficients. For example, the splittings of the
light-hole and heavy-hole states, AEj;, and AEjy,, respectively, for k along [110]
are given by [104]

343
AEy, = —;/_Ckk,
3
AEy, = %_Ckk, (6.31)

provided the difference in the quadratic-energy terms (effective-mass terms) is
larger than AE;;, and AEj),. The sign of Cy is determined by LMTO calculations of
the E — k dispersion: As the cubic spin-splittings interfere with the linear ones, the
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knowledge of the cubic spin-splitting coefficient values with sign from k - p pertur-
bation theory expressions allows the sign of the linear spin-splitting coefficient to
be determined.

A recent paper by Chantis et al. [109] uses the self-consistent GW approxima-
tion to perform first-principles calculations of the conduction-band spin splitting
in GaAs under [110] strain. The spin-orbit interaction is perturbatively accounted
for and added to the scalar relativistic Hamiltonian using a full-potential LMTO
method [110, 111]. The GW scheme employed in [109] is expected to provide
accurate spin-splitting values since band parameters are accurately reproduced by
the GW approximation.

6.3 Linear Spin Splittings in Wurtzite

Two types of linear-in-k terms are possible in the band structure near the I’
point. One results from the splitting of spin degenerate doublets, while the other
is a linear splitting between states which remain spin degenerate. We note that
both are allowed for a zincblende crystal for example, at the top of the valence
band, along the [111] and [100] directions. The second possibility requires a min-
imum four-fold degeneracy. While such degeneracy may exist in zincblende, it is
reduced in wurtzite to two-fold by the hexagonal crystal field (all wurtzite double-
group irreducible representations are two-dimensional). We also note that linear-
in-k spin splitting in the S conduction states is possible in wurtzite but not in
zincblende.

A detailed discussion of linear spin splittings for the lower conduction band and
the upper valence band in wurtzite bulk semiconductors can be found in [48]. In
this section, we give the main k - p results. In wurtzite, the upper valence band
consists of two I'; bands and a Iy band while the lowest conduction band has I';
symmetry. We point out that the normal ordering (in energy) of the valence band
states typically is: Iy, I, and I'; for, e.g., CdS and CdSe but I'5, I, and I'7 for ZnO.
The reversal ordering of ZnO is due to a negative spin-orbit splitting of the valence
bands.

In addition to linear spin-splitting terms, third-order terms in k appear like for
zincblende structures [112, 113]. We note that linear spin-splitting terms also appear
in the lower conduction-band dispersion around the I” point even in the absence of
strain in contrast to the result found in the zincblende case.

In Table B.9, we give the character table (Cs,) at the I" point of wurtzite and
associated basis functions. We note that C, is the group of the wave vector along
the [0001] direction. Since all double-group representations I, Iy, [y are two-
dimensional, spin splittings vanish along that direction. As before, linear spin split-
tings arise due to the term A2(VV x k). / (4m(2)c2) by use of first-order perturbation
theory or the coupling between ik-p/my and A(VV xp)-0/ (4m%cz) in second-order
perturbation theory.

Before calculating spin-splitting results, we point out that the conduction and
valence basis states for wurtzite, accounting properly for s, p, d state mixing, are:
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le 1) = gsls 1) +g:lz 1),
1Z 1) = —g:ls 1) + sz 1),
le }) = gsls 1) +g:lz 1),
1Z ) =—qls 1) + sz 1),
174) =1 =aq3lus 1) — q7lus 1),
19 1) = /1= qglus 1) +qolus 1),
174) = =1 = g7lus 1) — gqlus 1), (6.32)
194) = /1= g3lus 4) — golus 1),
17 1) = qrlus ) +/1 = g7lur 1),
19" 1) = —qolus 1) ++/1 —g3lue 1),
17°4) = —qqlus ) + /1 = g3lur 1),
19" 1) = golud 1) — /1 = g3lus 1),
where

up = Z,uz =x (x> = 3y%), (6.33)
1
V2

A popular approximation is to use the quasi-cubic model [49, 56] where the wurtzite
crystal is assumed to be a zincblende one strained along the [111] direction.
The quasi-cubic model is obtained from the above set of basis states by setting
qgs =1,9, =0, g7 =0, go = 0 while the zincblende limit is obtained for q72 =2/3.
We shall show below, however, that this approximation leads to significant errors
in the discussion of spin splittings. In the following, in accordance with [48], the
wurtzite valence A, B, C states are represented by the Iy, I7, I'; states, respectively.

Since (ky, ky) and (oy, oy) belong to the I's representation, the only possible
spin-splitting linear-in-k Hamiltonian invariant is [104, 114]

us = — (x +1iy), ug = = (x +iy)*.

H;, « (kxoy — kyax) . (6.34)

Note that a linear-in-k, spin-splitting Hamiltonian invariant does not exist in wurtzite.
Next, we combine each state of a given symmetry with its Kramers degenerate
partner (at the I" point) uniquely defined by
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Klui 1) = luj 1),
Klui }) = —luf 1), (6.35)

with K defined in Eq. (3.54), and find the spin-split Hamiltonian of the I3, (m =9,
7,7') states to be, using Eq. (6.34),

B 0 ik, — ik,)
Hy(K) = Cp, <_i(kx+iky) 0 ) (6.36)

where C,, denotes the associated I, spin-splitting coefficient. The spin-split ener-
gies E,, are found immediately from Eq. (6.36):

En=Cn(+1)", (6.37)

Having obtained the general form of the linear-in-k spin-splitting Hamiltonian
invariant, we can pursue with perturbation theory to determine the missing coeffi-
cient expressions.

6.3.1 Lower Conduction-Band e States

It is easy to show that the first-order perturbation contribution from 2>(VV x k) -
o/ (4m%c2) does not contribute to the spin splittings of the lower conduction-band
states. Since |S) are eigenstates of the Hamiltonian at the I" point in the absence of
spin-orbit interaction, the following identity applies:

(SIVVI]S) o (S|[Ho, pIIS) = (Es — Es) (SIp|S) =0, (6.38)
and matrix elements of A?(VV x k) - ¢ /(4m3c?) between S states vanish.

Next, coupling the electron 7 states to the valence A, B, C states (denoted Z)
using second-order perturbation theory yields a spin splitting

H, = o Z (L|H|(L){(L|k-p[L) +C.c.’ 6.39)
mo ~

E; — Ef
L#L L L

where c.c. denotes complex conjugation. This is a very good approximation since
other (remote) bands are far away [48].

Hence, within the e A BC model (the notation ¢, A, B, C refers to the lowest con-
duction band and the topmost three valence bands in decreasing order of energy,
respectively) we obtain linear spin-splitting contributions from I; and I (note that
both I; and Iy states transform according to the I'; representation) while Iy does
not contribute (the latter follows since (S|Hgo|I9) ~ I3 @ I'T ® Iy = 0):
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Ce - Ce,7 + Ce,7’v (640)
1 — ¢}
Ct’ = sAx 7PXS9 641
7= g g, A b (6.41)
%
Coy7 = ——q,q; Ay Py g, 6.42
7 E.— E- q:9 2L x, ( )
where
2
Avz=— 3 (x|V:Vpy — ViVp.lz), (6.43)
mbC
P, s = —ih{s|py|x). (6.44)

Note that C, 7 and C, 7 have the same sign and would be zero if there were no s — p,
mixing.

6.3.2 A, B, C Valence States
For the valence-band states, we notice that first-order perturbation theory in

Hgor = R*(VV x K) - 0 /(4mjc?) now leads to linear-in-k spin splittings. Using,
Eq. (6.32), we find

V21 >
Cr1=-Cy = WQN I —g5 <x

I linear-in-k spin-splittings are symmetry forbidden.
Considering next second-order perturbation theory contributions, we obtain for
the spin-splitting coefficients of the valence /7 band [48],

aVv

0x

z> . (6.45)

Cnp=Cr.+Crp, (6.46)
with
C7,e = _C€,77 (647)
and
1 1 — 242
Cr7 = \_ﬁqﬁp (cm/ 1= g}, —V2q,(1 - Zq%mx,z), (6.48)

The expression for A, , is the same as for A, ; in Eq. (6.43) with z replaced by y.
Further, the C7, coefficient becomes
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Crv=Cre+ Cr7=—Cq, (6.49)

since
Cr.e=—Cre, (6.50)
Cy.7=—Cr7. (6.51)

In words, the I'; — I interaction is equal and opposite for the I; and Iy states
and arises due to the mixing of s-like states into the I'; and 7 states (proportional
to g.).

6.3.3 Linear Spin Splitting

Compiling the various linear spin-splitting contributions within the eA BC model,
we have

1—g} 47 A
C, ~ , 6.52
¢ [Ee—E7+Ee—E7r E, — Es (652)
c l—a; A, 5 rc (6.53)
" " E.—E;E.—Es  (E;— E7)E.—Es) '
2 A B
Cyp~——11 c, (6.54)

E,— E;E,—Es (E;— E7)(E, — Es)

where A, B, C are constants approximately independent of the band-edge energies
and Es is the I (single-group) energy at k = 0. The constant .4 is positive for
semiconductors with normal ordering of the valence states while the term containing
B is expected to be the largest one and that containing C the smallest in magnitude.
A detailed discussion on the sign assignments of wurtzite linear spin-splitting coef-
ficients is given in [48].

A combination of LMTO ab initio and k - p band structure calculations was
carried out in [48]. The main results are listed in Table 6.2. CdS(u) and CdS(a)
refer to k - p unadjusted and adjusted LMTO results, respectively. It has been shown
(Table VIII in [48]) that k - p adjusted LMTO results are in good agreement with
experimental results.

Table 6.2 Linear spin-splitting coefficients of bulk CdS and CdSe wurtzite

CdS(u) CdS(a) CdSe(u) CdSe(a)
C7(LMTO + k& - p) +145 +70 +425 +133
C7(LMTO) 100 27 450 95

Adapted with permission from [48]. (©1996 by the American Physical Society
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6.4 Summary

The theory of spin splitting at the zone-center of the Brillouin zone for both
zincblende and wurtzite was given. Spin splitting results from a lack of inversion
symmetry and from the spin-orbit coupling. For zincblende, the lowest (s-type)
conduction band only has cubic splittings near the zone center, while the valence
band has linear and cubic splittings. There is no spin splitting along A and a splitting
along A for A4 s but not for Ag [104]. For wurtzite, the lowest conduction band, if
of Iy type, does have linear splittings as well due to the admixture of p, character
into that state. Thus, models that do not use such extended basis states are unable
to describe the linear spin splitting. Such linear spin splitting is not present for I
states. Finally, there is no spin splitting along the &, direction.



Chapter 7
Strain

7.1 Overview

Experimentally, the application of an external stress on a bulk cubic semiconductor
is known to lead to a modification of the band gap (with hydrostatic pressure) and/or
a splitting of the heavy-hole-light-hole degeneracy (with uniaxial or biaxial stress).
The k - p theory is known as a deformation-potential theory. Early works on the
influence of homogeneous strain on electronic levels (critical points in diamond-
and zincblende-type semiconductors) can be found in [1, 115-121]. In this chapter,
we will discuss how the previously introduced k - p Hamiltonians need to be modi-
fied in order to incorporate strain effects. The resulting band structures will then be
analyzed for a few cases.

7.2 Perturbation Theory
We first consider the effect of small homogeneous strains on the band structure by
deriving the new Hamiltonian for a strained crystal.
7.2.1 Strain Hamiltonian
The following procedure was proposed by Bir and Pikus [1]. We need to first define
the strain tensor. Let X’ be the new coordinates in a deformed but still periodic
crystal. In linear approximation, we define the strain tensor € via

xi' =X; + &ijX;j. (7.1)

It is known that the strain tensor is symmetric. Differentiating Eq. (7.1), we have

dx; dx; ,
oxl Six = (8;; + Eij)a—xlL =[d+e) (x/x )]ik’
or
L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 167
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(x/x) = (7.2)

(1+e)

We now consider the transformation of the Schrédinger equation [Eq. (2.5)]

2 h
[2”—0 HVO+ s @ X V@) p} Yk(0) = Ey(K)Yi(),

under the strain. In the new coordinate system, we have

2 A
[ P v+ ey (o0 x V'V()) ~p'} V() = E,(K)Yk().  (7.3)

2my m,

The goal is to re-express Eq. (7.3) in terms of unstrained coordinates and new terms
linear in the strain tensor. In keeping with the unstrained problem, we first obtain
the corresponding equation satisfied by the cellular function; it is clear that this is
similar to the unstrained problem. Thus, if

Yk (r) = €™ (1), (7.4)
then
[p/2+V(’)+L( v'v)) ’+£k <’+ f [ v’vm])] )
g r 4m302 o X r))-p o | p I o X r Ui (T
27,2
= [En(k) - ng] Ui (1) (7.5)

We now need a number of results:

V) =Vm) + @ =) VVE)|per + -

= V() 4 £jx;9 V(I ) lpr = V() + & Vi (1) (7.6)

Also, since

9  dx; 0 a a a a a a

/
— = = Xy —epxp) — N — —Eji— = — — &j—
dx;  9x] dx;  Ox] () = &) ax;  dx;  ax;  Ax Tox;’

then
p; X pi —E&ijDj,
p?~ p* —2¢ipip;. (7.7)

Thus
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, , , av(') v () V()
VV(r = Eiik——— P =&ij —&; — EknPn
(V'VE) xp'), = eije e Pi ]k|: TR [Pk — &knpnl
aV(r) n OV (r) aV(r) [ |
X g € —&; — En Pn
jk ox; Im ox; ir ox, Pk kn P
A% Le oVin A% A% n
X g m —E&ip7——Pk —Ekn—DPn T "
jk ox; oo PkTél ox; Pk ip 8x,,pk k aij
(VV(r)xp), + Az il il
= r)XP): + EmEiik—— Pk — Eipciik—— Pk — Ekn€iik —— Pn-
P)i Im€ijk 8xj- Pk jp€ijk Bx,,pk kn€ijk 8xjp

The last term can be modified:

\% aV
—&kn€ijk o Pn = +5kp8ikj§pp = +&;p&ijk Pps
J

8.Xj E

and

(V'va) x p’)i

aVv aVv
Pk — Ejp€ijk 7 Pk +8_][)81]k
0x, dXk

aV BV aV
=(VV({@) xp); +&m | i | =—Pm — + &ijk— Pk
Xy 8xm 0x;

O Vim
= (VV(r) X p); + €méijk——

ij Pr

v av AVik
= (VV(@) xp);, +en |sijk | —pj — — + &ijn——"n |- (7.8)
dx; dx; ax;

The operator on the LHS of Eq. (7.5) becomes

)4 piDj h
— — & +V+e&;Vi 4+ ——0-(VV x
& mo 7t 4m3c? ( P)

LT (VBN v
70’1 ij " A ijn n
ame2 T B G P T gy 1) TRy P

+ 'k " + i k-[0 x VV 40 x VVje;] " ov
—K - — —Ki&ijpPj ——K- |0 X o X ii€ii|l— —>—=
mo P mo iPj 4m362 I

h h
- Vi — 6.(VV Lk
2my TV 4m5626 ( 2 m |:p + 4mgc?

DPiDj h av aV BAYTE
_sj +81]th + am % 28kIUi Eijk Tmp/ - ax/p +81]n 8Xj Pn

(o0 x VV):|
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h h? h? A%
Szj%kipj+5ijmk'(a vaij)_mkigija X E
0 0

p? h h h
=—4+V+ 7 —550" (VV xp)—i——k p+ 2(0’ x VV) | + e Dy, (7.9)
2my 4mgc dmgc
where
1294 h h? A%
Dy=———+Vy— —k —k; — 7.10
ki o + Vi kPl — 4m362 ox, (7.10)

N ov av FNCAZ T I ——k (0 x VVi).
—5 50 | &ij P % Eijn n g X
a2 [ o T oy "ok, Pt T amze “

Equation (7.9) gives the new Hamiltonian in the presence of linear, homogeneous
strain. It reveals that strain allows for additional band coupling via both the orbital
and spin-orbit terms. The strain Hamiltonian, Eq. (7.10), can be simplified if one
neglects spin-orbit effects in the strain energy. Note, also, that the third term on the
RHS is zero at an extremum. Then

Dkl"'_$+vkl (7.11)

7.2.2 Lowdin Renormalization

One can now apply second-order perturbation theory in order to reveal the impact
of the strain on the k - p Hamiltonian. To linear order in the strain, the renormalized
matrix is given by [122]:

Upn = H,,, + Z el “ o+ Dun + Z + Do s, (7.12)

aeB aeB Eq
where the first two terms on the RHS are the conventional k- p terms and the last term
couples states in class A and B via the strain; the latter effect is usually neglected.

There can, of course, be other contributions in higher orders of perturbation the-
ory. For instance, one can develop terms that are linear in strain and quadratic in
wave vector in third-order perturbation theory; they correspond to the strain depen-
dence of the effective mass [123].

7.3 Valence Band of Diamond

Since the strain tensor is symmetric, its transformation properties are identical to
{kik;}. Thus, the extra strain Hamiltonian, H,, has the same form as the k - p one
with the replacement {k;k;} — &;;.
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7.3.1 DKK Hamiltonian

Starting from the DKK Hamiltonian, Eq. (3.4), the strain Hamiltonian is [124]

lexy +m(eyy +€22) NéExy nEy;
H, = NéExy leyy +m(e,; + &xx) ney, , (7.13)
ne,, ney, le; + m(exx + &yy)

where /, m, n are the new strain parameters known as the valence-band deformation
potentials.

7.3.2 Four-Band Bir-Pikus Hamiltonian

There are many forms of the k - p Hamiltonian with spin one can use. Following Bir
and Pikus [1], we consider the four-band one but with our phase convention. This
leads to the following k - p Hamiltonian (taken from Table 3.6):

F H 1 0
Hk) = H* G 0 -1 , (7.14)
I* 0 G H
0 —I* H* F
where
1 h2k?
F = (L4 M)k} +k})+ MkZ + —,
2 Y z 2m0
G = e + 2[M(k2 + k3 + LK + LS
3 3 oy <0 2my’
N
H = ———(k, —iky)k,,
/3 ¥
1
I = ———[(L — M)(k* — k) — 2iNk.k,].
2\/5[ y }]
Then, the corresponding strain Hamiltonian is
f h i 0
h* g 0 —i
H, = , (7.15)
i 0 g h

0 —i* h* f
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where
1
f = E(l + m)(gxx + gyy) + me;,,

1 2

8= gf + g[m(exx + gyy) +le],
n .

h = —«/—g(esxZ —igy,), (7.16)

1 .

“>f3 [l — m)(exx — £yy) — 2ineyy].

Here we have the same three strain deformation potentials as in the DKK model.

7.3.3 Six-Band Hamiltonian

We can write the six-band Hamiltonian in the notation of the Burt—-Foreman Hamil-
tonian to be derived in Sect. 12.4. We give it here for completeness. From Table 12.4,
we have

33) B3 -3 -3 13 3) li-3)
p s —r 0 —ﬁs —2r
s* " 0 r —\/Eq - %s
H=| —r 0 P’ s \/;* —V2q |, (7.17)
0 r* s* P N2t —%s*

where

1
p/ = E(Z +m)(exx + ‘9yy) + me,,

1 1
P” = 8(1 + Sm)(sxx + Eyy) + §(ZZ + m)SZZa

" 1
p = §(l + 2m)(exx + Eyy £22),

1
q= —g(l —m)(&xx + &yy + 26;7), (7.18)
! ( X ) i
F = ——U —mM)(Exy — Eyy) — —=NEyy,
2\/5 XX yy \/g Xy
1 .
§ = __(f -8+ hl - hZ)(sz - 18yz)~

V3
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For example,

3 3 33 1
,,f=<§ VAR §>=§((x+i}’)T|Hs|(x+iy)T>

1

1
= 5 ((xIHelx) + (v Hely) = [+ m)(exs + £yy) + 2me,].

N

We can also extend the four-band model to include all six bands of Table 3.6. In
this case, we change the notation to be related to, e.g, Chuang’s version [15]:

33) 33) B3 5-3) 15 5) [3-3)
p+q s r 0 —\/Lzs 2r
s* pP—q 0 —r V2q —\/gs
H= rm 0 p-q s i Vi |, a9
0 —r* s* pHq —V2r v
— 55" V2q* s V2 p 0
V2r* —\/gf‘ V2t —Gs 0 p

where

p = aTre,
1 1
q = b(e;; — 5Exx ~ Esyy), (7.20)
V3

r= bT(exx — &yy) — digyy,

s =d(ex; —igy;).

There are still three parameters, now written as a, b, and d. The three types of strain

correspond to hydrostatic, uniaxial, and shear strain, respectively, as we will see in
Sect. 7.4.

We note that Eq. (7.19) only differs marginally from Eq. (7.17) in the following
replacements:

prqep.p—qep .pepre—rqge—q.

Thus, comparing the two forms of the six-band strain Hamiltonian allows us to
relate the two sets of deformation potentials. For example



174 7 Strain

1
P = 5(1 + m)(exx + &yy) + me..

1 1
=p+q =aTre +b(e;; — ngx - Esyy)a

=>l=a—-2b,m=a+b.
We, therefore, get the correspondence given in Table 7.1.

Table 7.1 Comparison of the a, b, d deformation potentials to the /, m, n set

l=a-2b
m=a-+>b
n=—+/3d

7.3.4 Method of Invariants

We will now use the method of invariants to obtain the strain Hamiltonian. This
follows from the fact that the strain tensor is symmetric; hence, its transformation
properties are identical to {k;k;}. The extra terms can, therefore, be seen to mimick
the k - p terms. We illustrate using the cubic case.

7.3.4.1 LS Basis

Following Eq. (5.6), the three new terms, in LS basis, can be written as

1
D =ay e;+3bYy eI} — §12) +2dV3) {1}, (7.21)

i<j
where
1
{5;1;} = E(Iilj +1; 1).

There is an overall sign difference compared to, e.g., Pollak [125]. Hence, the full
Hamiltonian is

1 1
HK, &) = Eo+ 5AOI o+ A +a Z i +3 lZ(Bk? + bei) (I — 512)

+2v/3 ) (Dkik; + deip) (1 ;). (7.22)

i<j

In analogy to the relationships in Eq. (5.7), comparing Eq. (7.13) with Eq. (7.22)
gives the same results as in Table 7.1.



7.3 Valence Band of Diamond 175

The above has neglected strain-dependent spin-orbit terms. The latter can be
written down just like Eq. (7.21) [125]:

1
H® = —a)1-0) ,Zgii —3b, Z eii(lioi = 31-0) —2dyV/3) eI} (1.23)

i<j

7.3.4.2 JM; Basis

Similarly, in the J M basis, we have

Hy(k, &) = AK’+a Zsii+Z(Bki2+bsii)(J2— Ly )+7 > (Dkik;+deijiJiJ;),

i<j

(7.24)
and

Hyo(k, &) = —Ao + Ak +a ) e (7.25)
In Yu and Cardona [16], the b and d terms have an extra factor of 3 in front. An

explicit form of the strain matrix can be written down, using the matrices given in
Chap. 5. Thus,

-1 o0 +£ 0 10 00
1 o L1 o0 +¥ 1 0-100
P 2 2 2 22
Ly=3%= £5 0 1 o =3P =l00 S0l 729
V3 1 00 01
0 £5 0 —3
W7 — 2 J°
Zeu 77
(Szz - % - %) 0 ?(Sxx - l‘3)1)/) 0
0 (87 + s; £.2) 0 %g(sxx — &yy) ’
Lo —ey) 0 (5 + 2 —e) 0
0 «/75(8“ — &yy) 0 (62 — % - %
and, from Eq. (5.73),
0 (&x; — 18y;) —igyy 0
S e td)) = V3 [ (e +iey) 0 0 —ieyy
R ) igxy 0 0 _(Exz_igyz)

= 0 ey, —(ey: +igy2) 0
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(438 — xx3l — =g)q 4 311p
(*a1 — Fg)p—
akwﬂﬁ _ A?w _ kkmv%«w

0

Awawﬂ + Nkwvﬁl Akwmmw + A.;m. _ R&wv%&

Akm%wm | xxww | wwwv& — 311D 0
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Therefore, the four-band strain Hamiltonian is as given in Table 7.2. Note, however,
that there are a couple of sign differences compared to the previously obtained form

in Eq. (7.19). For example, they can be made the same by changing the sign of the

3 %) state.

7.4 Strained Energies

If one assumes the bands to be decoupled, then one can write, from Table 7.2, the
band edges as

1 1
Ehh(g) = Ehh(o) + avTrS + b(szz - ngx - Egyy)y (727)

1 1
E[h(é‘) = Elh(o) + ClUTI‘é‘ - b(&‘zz - ngx - Egyy)~

Otherwise, one can separately look at the solutions to the four-band and six-band
models.

7.4.1 Four-Band Model

One can obtain the exact eigenvalues to the four-band problem in the presence of
strain. One still has Eq. (5.52), with Eq. (5.53) modified to

a;; = Bk + beyi, i = Dkikj +deij (i # ). (7.28)
Then the solution is similar to previously obtained with

Ei2(k) = AK® +a ) e + (Re + Re + Rie)'/?, (7.29)

L

where

Ry = B’k* + (D* = 3B*)(k3k2 + K2k, + k k), (7.30)
2

b
R, = ? [(Sy,v - Szz)z-i-(gzz - Sxx)2 + (&xx — gyy)Z] +d2(8§z + Szzx + 8)%))), (7.31)

Rie = —Bbk*(evy + £yy + &) + 3bB(k}exr + Kigyy + ke2)

Z

F2Dd(kyk.e,y: + kokeeoy + kikyery). (7.32)

Atk =0,
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Ex(M=a) e (7.33)
b? 2 2 2
+ {? [(8,‘),\' - 8:z) + (82: - 8xx)2 + (8)(3( - Eyy) ] + dz (Eiz + 83X + Ei},)} .

Thus, exact solutions can be obtained at kK = 0 under various strains that can be
realized experimentally.

7.4.1.1 Hydrostatic Pressure

The strain tensor is diagonal and isotropic. Writing
Z & = TIE,
i

we find that the valence-band top shifts under hydrostatic pressure by

AE, = a,Tre. (7.34)
There is a corresponding shift of the conduction band given by

AE. = a.Tre. (7.35)

7.4.1.2 [001] Strain

Again the strain tensor is diagonal; now, &, = &, # &.;. Then, Eq. (7.33) becomes

Eia(IN)=aYy & +be., (7.36)

and the 4h and [h splits by

AE =2|be,,|. (7.37)

7.4.1.3 [111] Strain

One can write the strain tensor as

£ = (1= 5. (738)

and the hh and [k splits by

2 i
AE = Jlde)]. (7.39)
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7.4.2 Six-Band Model

There are a few well-known results within the six-band model [125, 126]. Using
Eq. (7.19), consider a uniaxial stress o in the [001] direction. Then, s = r = 0 and
the strain Hamiltonian block-diagonalizes. For example, one 3 x 3 strain block is

p+q 0 0
, (7.40)
0 p—q ~2q
0 V2q p
where
p = aTre, (7.41)
q = b(ez — €xx). (7.42)

It can be seen that the hh state is decoupled.

7.4.3 Deformation Potentials

In general, one can define deformation potentials at each wave-vector point.

7431 k=0

Now that we understand the role of the deformation potentials, we study them in
more detail. The standard values for the deformation potentials are such that: a, <
0,a, > 0,b <0,d < 0. Examples are given in Table 7.3.

Table 7.3 Elasticity and strain parameters for a few bulk cubic semiconductors [127]
C11 (kbar) C> (kbar) Cy4 (kbar) a. (eV) a, (eV) b (eV) d (eV)

GaAs 1181 532 595 =7.17 1.16 —-1.7 —4.55
GaSb 883.4 402.3 432.2 —6.85 0.8 —1.8 —4.6
InAs 832.9 452.6 395.9 —5.08 1.00 —-1.8 —3.6

Sign of a, agrees with Yu and Cardona [16] but opposite to that chosen by Marzin et al. [128].

A comparison of the various deformation potentials is given in Table 7.4.

For completeness, it is worth mentioning the very detailed and insightful study
of deformation potentials by Blacha, Presting and Cardona [129], using pseudopo-
tential and tight-binding theory.
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Table 7.4 Notations for deformation potentials

Bir-Pikus [1] Kleirl:e;ROoth [117] Kane [119]  Trebin et al. [81]

ae Cy

a 1A +2m) D} =D D}

b $(m—1) -3D, 7 Ds -iD,

d — RN — % Du 7 Ds —%Du
(&)
Cy
Cs

k#0
Brooks [115] Herring-Vogt [116] Kane [119]

& Ed + 3 Bu # Dl

& z, \/g D? k along (001)

& g, L p3 Kk along (111)

7432 k#0

A number of authors have also studied the deformation potentials at finite wave
vector, particularly at band extrema and critical points [115, 116, 119]. In this case,
a uniaxial stress can lead to either a reduction of the degeneracy of energy bands due
to a lowering of the crystal symmetry or to a coupling between neighboring bands.
For example, the energy change of a band extrema (shift and degeneracy splitting)
is given by [125]

1
AE =7- |:51Tr8 + &E(e — §Tr81)] -7, (7.43)

where 71 is a unit vector in the direction of the band extremum, and &; (&) is the
hydrostatic (shear) deformation potential. A comparison to other notations is given
in Table 7.4. A more extensive discussion of the deformation potentials can be found
in the review article by Pollak [125].

7.5 Eight-Band Model for Zincblende

There are some additional effects that occur for strain in an eight-band model. This
problem has been studied by, e.g., Trebin et al. [81] using the method of invariant
in a paper in 1979. A perturbative solution was given by Pollak in his review arti-
cle [125]. We believe it is more instructive to present the perturbative treatment first,
followed by the method of invariant.
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7.5.1 Perturbation Theory

The Hamiltonian given by Pollak is in terms of a J M basis that differs in phase
from ours but agrees with the one used by Kane (Table C.2). We give the complete
Hamiltonian (including the unstrained terms) in Table 7.5.

The matrix elements are defined as follows:

h
Hi; = ——iPk,,
13 B Wol +
h
Hy, = iPk,,
14 Nerhl
, B’ 2 (b1 + 2by)
Hyy = |:A K2 = (2k2 — k; — kf) o~ (a; + a>)Tre — — (262 — 60 — &yy)

H RN i +(d +d) ( )
= — _k, | — Exz — &yz) s
34 \/g Z 2m0 1 2 4 yz
V3 1 W V3 +2b)
Hys = — | —B' (k> —k?) + —=N'kk, | — — ————"=" (e4x — &,y
35 |: 2 ( x y) + ﬁ Z Zmo 2 (8“ 8}.‘)
+1(dl + 2d2)8xy7 (744)

1 h?
Hy; = —=N'k_k,— — (d, — do)(&x, — i&y,),
37 «@ “my (d, ) (&x: — i8y2)

Table 7.5 Eight-band zincblende strained Hamiltonian [125]

st sy 133) i) B-n) B3 lia) 3 -3)
Eo+ Hy 0 His  Hu  Hj 0 HH _@ Hi,
0 Eo+ Hyy 0 \%Hls Hyy HYy \/ng_s %HM
Hpj 0 Hs; Hsy Hss 0 Hs; Hig
HY, #HS  HL Hu 0 His Hy Hag
%Hw Hyy H3s 0 Hyy Hsy Hyg —Hy
0 His 0 Hs HE, Hss —H Hy
%HM \/2 HYy,  H H, Hj, —Hyy —Ag+ Hpy 0
- %HU %Hl*za Hig Hyg —Hp H, 0 —4o + Hry




182 7 Strain

3 1
H38 = |:\2fB/ (k2 kz) —+ TNI( k i| f(bl bz)(Sm evv)

+1\/§(d1 - d2)€xy,

B K2 by —b
Hy, = [A/k2 +5 (267 —k; — k}) e (a1 + ax)Tre + (1722)(2% —Exr ~ Eyy)s
B’ h? (bl - b2)
H :72k?—k2 kzi—izw_xx_\”’
47 ﬁ( z )2m0 V2 (e e o)
1
Hyg = _ENk k,—— +\/7(d1 d)(ex; — igy),
k2
H77 = A;o m (Cl] — 2a2)Tr8,
with

P = —i\/i}’f’“)(slpxpc)a

,_ 2 [{S]pxluj)
D. = p_~ Z E_E ) (7.45)

1
Al = §(L;O +2M; )+ 1.

SO

7.5.2 Method of Invariants

We had already discussed the eight-band model of Trebin et al. in the absence of
strain in Chap. 5. In Table 7.6, we give the additional linear-in-strain contributions.

Table 7.6 Strain contributions to the eight-band model for zincblende
H 66' 6 — C|Tre

2 1 2
H¥® = D,Tre + 3D [(JZ - §JZ> Exx + c.p.i| +30 [2(:JyJexy +cp.]

ka”gv _ [C4(8” — ek + Cg(gxyky — axzkz)] Jy +c.p.
H'" = D,Tre

HES = B[iCy(Tyey: +c.p.) — 2P(T, Y exiki +c.p.)]
1
H£6€7v — 7% |:iC2(px€yz +c.p.) —2P(o; Z eviki + c.p.):|

HY™ = 2D, (Uy 80 + c.p.) + 2D, (Usyry +C.p.)

3
HSSkv7v = E [C4(8yy - Szz)kx + C;(Sxyky - sxzkz)] UX + C'p'

Adapted with permission from [21]. (©) 2003 Springer Verlag



7.6 Wurtzite 183
Note that this is actually the result quoted in the book by Winkler [21] as the latter
has the linear-in-k coupling missing in Trebin et al.

Comparing Table 7.5 with Table 7.6, we find, e.g., that

a. = Cy, (7.46)
ay+ay = Dy. (7.47)

The Pollak model does not have terms linear in k and €. These are present both
within the valence band, e.g., via the parameters C4 and CZ, and they also couple
the conduction band to the valence band.

7.6 Wurtzite

Historically, the method of invariants was used first to obtain the strain Hamiltonian
but we will start with the expressions from perturbation theory.

7.6.1 Perturbation Theory

From Eq. (3.71), the strain Hamiltonian in X, Y, Z basis is given by

| X) 1Y) 1Z)
B g + mEyy + M€, n1&xy NoEy;
) N1Eyxy mi&xy + llgyy + maé, naé&y;
n2€x; Ny, m3(&xx + gyy) + e,
(7.48)
It is straightforward to convert to the u-basis (Table C.9). For example,
1 . .
(urlHeluy) = S (X + 1Y [H|X +1¥)
1 . .
= 5 (XIH: | X)+ (Y[ H [Y) +i(X|H, |Y) —i(Y | He | X))
1
= 5 [(ll + m)(ex + gyy) + 2m28zz] s (7.49)
1 . .
(ua| Helug) = 5(X —i¥Y[H|X —i¥) = ([ He[us), (7.50)
(u3|Heluz) = (Z|He|Z) = m3(exx + &yy) + L€z, (7.51)

1 1
(rlHeluz) = =2 (X + 1Y |He|X —i¥) = =2 (X[ H,|X) — (Y[H,[Y) — 21X | H|Y))

1 .
E(ll - ml)(eyy - Exx) + Mny&yy, (752)
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Table 7.7 Strain Hamiltonian in u; basis

lur) luz) |us) |ua) lus) |ue)
uyp upp uz 00 0
ui, up —ujz 0 0 0
H, = | uj3 —uiz uzz 0 0 0
0 0 0w uj, —uj,
0 0 0  wup wuy up
0 0 0 —up3ujy us
with
1
un =5 [+ mi)(exx + £yy) + 2mae.. ],
uzz = m3(exx + €yy) + b,
1 .
up = 5(11 —my)(&yy — €xx) +iN1Eyy,
u;3 = _%(Ex: — igy;).

The result is given in Table 7.7.

7.6.2 Method of Invariants

Strain contributions to the Hamiltonians of Sect. 5.9 are now considered.

7.6.2.1 RSP Hamiltonian

Bir and Pikus [1] gave the following contributions:

Hrsp(e) = (D1 + D3JD)e; + (D2 + DaJ et — Ds(Jie— + J2ey)
_2iD6({Jz]+}€fz - {Jz-lf}eJrz)y

where {AB} = (AB + BA)/2 and

&1 = &xx + Eyy,
E4; = &x; £ 18y, (7.53)
Ex = &xx + &)y £ 2igy,,

and Table 5.17 for the other quantities. There are, therefore, six deformation poten-
tials for the valence band of wurtzite within this model (Table 7.8).
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7.6.2.2 SJKLS Hamiltonian

Sirenko and coworkers [43] gave

Hsjkis(e) = Creg; + Caey + Cogp + Cus
—Cs(JZe- + J2ey) = 2Ce({Jo i )e—s + {0 Jero). (7.54)

7.6.2.3 CC Hamiltonian
Finally, the third form is the one by Chuang and Chang [46].

Hce(e) = (Dy + D3J ey, + (Dy + DaJ e — Ds(Jie_ + J2ey)
—2D6({J i Ye_, 4+ {J. I }ey). (7.55)

Comparison of the different constants is given in Table 5.21.

Table 7.8 Comparison of deformation potentials for six-band Hamiltonian for wurtzite
CC96 [46] BP75[1] SJKLS [43]

D, D, —Cy
D, D, —Cs
D3 D —C;
Dy Dy —Cy
Ds —Ds Cs
Dy —Ds Cs

Table 7.9 Deformation potentials and elasticity constants for wurtzite

GaN AIN ZnO

[57] [57] [53] [130]
a. (eV) —6.05
D; (eV) -3.0 -3.0 —2.66 -3.90
D, (eV) 3.6 3.6 2.82 —4.13
D5 (eV) 8.82 9.6 —1.34 —1.15
Dy (eV) —4.41 —4.8 1.00 1.22
Ds (eV) —4.0 —4.0 1.53
D (eV) -5.1 5.1 2.83
C11 (GPa) 209.7
C15 (GPa) 121.1
Ci3 (GPa) 105.1 105.1

C3; (GPa) 210.9 210.9
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7.6.3 Examples

Example deformation potentials are given in Table 7.9 and band structures are
shown in Fig. 7.1. The calculations were done using the model of Chuang and
Chang. As can be seen, there is no further splitting of the valence band for WZ
(as could have happened for ZB) but there is observable change in the energy gaps
and dispersions. Since this model ignores the A; parameter, there is no spin splitting
either.

50 50 P
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Fig. 7.1 GaN valence-band structure. Reprinted with permission from [46]. © 1996 by the
American Physical society

7.7 Summary

The strain Hamiltonian has been written down for various cubic and hexagonal
Hamiltonians. This follows again either from a perturbative treatment or an invariant
one. Due to the formal similarity between the strain tensor and the symmetrized
product k;k;, the strain Hamiltonian can be automatically written down once the
quadratic k - p Hamiltonian is formed. For example, the strain Hamiltonian for the
DKK Hamiltonian has three deformation potentials.



Chapter 1
Introduction

1.1 What Is k - p Theory?

Bir and Pikus [1] made the interesting observation, since the physics of semicon-
ductors is (for the most part) governed by the carriers in the extrema of the various
energy bands, that: first, only the neighborhoods of the band extrema are important
and, second, the qualitative physics should be governed by the shape of these energy
surfaces — a property that should be readily obtainable from symmetry arguments.
The first observation has led to the common view of k - p theory as a perturbative
theory as explified by the seminal work of Dresselhaus et al. [2] and Kane [3], while
the second one has manifested itself through the power of symmetry analysis such
as the method of invariants introduced by Luttinger [4].

The fact that one can go beyond the neighborhood of band extrema (by not using
perturbation theory) was already demonstrated by Cardona and Pollak in 1966 [5],
when they obtained realistic band structures for Si and Ge using a full-zone k - p
theory. Thus, k - p theory is an empirical band-structure method with a basis of
band states. This definition can be extended to nonperiodic systems such as impuri-
ties [6] and nanostructures [7] by replacing the Bloch phase factor by an envelope
function.

1.2 Electronic Properties of Semiconductors

The subtitle of the book is the electronic properties of semiconductors. Specifically,
we will show how the k - p method can be used to obtain the band structure of
four types of semiconductors: those with a diamond, a zincblende, and a wurtzite
structure, and of their nanostructures (Fig. 1.1). For those not familiar with their
band structures, we hereby present a very brief description.

Diamond and zincblende are closely related and they will, therefore, be discussed
together. They both have cubic symmetry with two atoms per primitive unit cell
(see Appendix B for details). They are mostly the group-IV elements such as Si, the
III-V compounds such as GaAs, and a few II-VI compounds such as CdTe. Most
of them are direct-gap semiconductors, though some are indirect (e.g., Si and GaP)

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 1
DOI 10.1007/978-3-540-92872-0_1, © Springer-Verlag Berlin Heidelberg 2009
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Fig. 1.1 Band structures to be studied in this book: diamond (DM), zincblende (ZB), wurtzite
(WZ), and their nanostructures

and others are semimetallic (e.g., Sn [8] and HgTe [9] have a negative gap). For
the semiconductors, the band gap tends to separate a valence band derived from
atomic-like p orbitals and a conduction band derived from atomic-like s orbitals.
The maximum of the valence band is, for most materials, at the zone center of the
Brillouin zone (k = 0). In the absence of spin-orbit coupling and spin degeneracy,
the highest valence band is, therefore, three-fold degenerate while the lowest con-
duction band is nondegenerate. With spin-orbit coupling, the valence band consists
of a four-fold degenerate band at the zone center (though the degeneracy is reduced
for finite wave vectors into either two two-fold degenerate bands—so-called light
and heavy-hole bands—or further splittings into nondegenerate states due to the
phenomenon of spin splitting for zincblende) and a two-fold spin-hole split (also
known as spin-orbit split) band.

Waurtzite has a primitive unit cell with four atoms and is the stable structure for
many of the II-VI compounds (e.g., ZnO) and a few of the III-V compounds (e.g.,
GaN). A useful picture of the wurtzite structure is to envision it as a zincblende one
strained along the [111] direction. Hence, the band structure can also be derived
from the zincblende case by adding a crystal-field splitting. The main consequence
is that the six highest valence states of zincblende are mixed and split into three
three-fold degenerate states at the zone center.

The above band pictures and their modifications in external fields and in nanos-
tructures are what we will be describing in this book.
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1.3 Other Books

This book is about the k- p method and the resulting electronic structure of semicon-
ductor bulk and nanostructure. Our approach differs significantly from other recent
books and review articles where some exposition of the k - p theory has been given
but with the emphasis on the application to, e.g., modeling devices or interpret-
ing various types of experiments. While bits of k - p theory can be found in most
textbooks [7, 10-19], we now give a brief outline of some of the more advanced
presentations of the k - p theory and how they differ from ours.

First, the only books that place a heavy emphasis on developing the k - p theory
appear to be those by Bir and Pikus [1], Ivchenko and Pikus [20] and Winkler [21].
They are all very useful books in their own rights and would be worth consulting
together with the current one. For example, the book by Bir and Pikus [1] was a
milestone in that it finally provided the first compendium in English of the sem-
inal research by russian physicists in using symmetry to develop the k - p theory,
particularly in two areas not previously considered by Luttinger: the impact of defor-
mations and the study of hexagonal crystals. The book by Ivchenko and Pikus [20]
follows along the same lines but the focus is on applications to heterostructures and
their optical properties. Taken together, they cover a lot of the k - p theory and its
applications. However, the book by Bir and Pikus is a little bit dated while the one by
Ivchenko and Pikus only devotes a chapter to explaining k - p theory. Furthermore,
both books are currently out of print. The book by Winkler [21] is rather more
focused and is probably the most comprehensive exposition of the spin-splitting
theory. Zeiger and Pratt [12] give a very detailed discussion of the Luttinger—Kohn
theory, particularly as applied to the magnetic problem. A significant part of the
modern use of the k - p theory is applied to semiconductor heterostructures so it is
not surprising that the newer books focus on such applications [7, 14, 15, 17-22].

In many ways, the current book is a combination of all of the above work (and
of the work cited throughout, of course). Thus, we present a comprehensive and,
for that reason, both a historical and modern exposition of the k - p theory for both
bulk crystals and nanostructures, taking into account deformations, impurities, and
external static electric and magnetic fields. One can also use this book as an aid to
reading the original literature. Certainly, the book is aimed at people who wishes to
learn how to derive k - p Hamiltonians.



Chapter 8
Shallow Impurity States

8.1 Overview

An electron in a periodic (crystalline) potential is described by a Bloch function
When a nonperiodic potential is added to the problem (can be, e.g., an external elec-
tromagnetic field or an impurity atom or a heterojunction), translational symmetry
is lost, and the Hamiltonian is no longer diagonal in a basis of Bloch functions. The
question being posed is: how does one solve this new eigenvalue problem? This
problem was probably first considered by Wannier [131] and Adams [132].

In theory, one does not need to appeal to quantum-mechanical perturbation the-
ory. The Bloch functions form a complete set of orthonormal functions. Hence, one
could expand any wave function as a linear combination of the Bloch functions.
Schrodinger’s equation then becomes an exact matrix equation which can, in prin-
ciple, be diagonalized for the new solutions. In practice, the latter step is not fea-
sible due to the band and wave-vector coupling, unless certain approximations are
made.

One might wonder why use Bloch states as basis functions (so-called Bloch rep-
resentation). It might seem reasonable if one is doing perturbation theory since the
Bloch states are the unperturbed ones. However, there is already a simple obvi-
ous complication. The nonperiodic potential couples different k values (in addi-
tion to different bands). If the perturbation is such that large k Bloch functions
are coupled to small k Bloch functions, this implies the exact solution is far from
a Bloch basis. This is most clearly seen by Fourier transforming Schrodinger’s
equation. A sharply varying nonperiodic potential (e.g., a step function) will have
large k components. These will couple a given K state to a much different k’ state.
One can also understand the inadequacy of the Bloch function in real space. A
lot of delocalized, i.e., Bloch, states will be needed to describe a sharply varying
potential.

Such an expansion has been written down by, e.g., Kittel and Mitchell [133] for
the impurity problem:

OEDY / &k By (R a(r) = Y / &k By (™ Tui(r),  (8.1)

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 189
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and operators would be evaluated via the matrix elements
Ok, K) = <nk|5|n/k/) = / Er iy (OO Y (). (8.2)

Another example of the inadequacy of the Bloch representation is in the definition of
the position operator. A number of authors have discussed that the latter is ill-defined
in a Bloch representation at a degeneracy point [134—-136].

Since Eq. (8.1) is general, one can expect to be able to get other representations
by manipulating it. Indeed, the RHS can be shown to be exactly equivalent to [6]

Y(r) = Z / A’k A,y (K)e™ T ut,0(r). (8.3)
If we now view Eq. (8.3) as a special case of

NOEDY f P’k Ay (K)e™ e T, (r)

=Y [dRasmmw. (84)

and define matrix elements as
O (k, K) = (nk|On'K)) = / d’r x5 (O X1 (1), (8.5)

we have what is known as the Luttinger—Kohn (LK) representation. LK had shown
that the x,x form a complete set of orthonormal states. This is, of course, the basis
used by LK in treating an impurity center and an external homogeneous magnetic
field. A second basis set for representing operators is in terms of Wannier functions.
This was used by Slater et al. [137].

8.2 Kittel-Mitchell Theory

Kittel and Mitchell [133] attempted to explain the data in Table 8.1. They consid-
ered what happens to the Wannier effective-mass Hamiltonian given the multiplicity
of conduction-band energy minima and degeneracy of valence bands. Kittel and
Mitchell (KM) compared the Fourier transform (i.e., plane-wave expansion) of the
Wannier equation with the exact Hamiltonian in a Bloch function representation.
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Table 8.1 Experimental Binding energies (eV)
ionization energies of
substitutional Host Acceptor Donor
impurities [133] Si 0.05 0.04

Ge 0.01 0.01

8.2.1 Exact Theory
The Schrédinger equation for the impurity problem is
(Hy+ Uy = EY, (8.6)

where U (r) is the additional potential due to the defect. One can expand the impurity
wave function in terms of the Bloch functions of the perfect crystal:

V= - 8.7)
nk
The energy of the impurity state is

E= / Cry*(Ho+ UmW =Y E®lanl’ + Y ajanc (nk|lU@®In'K).

nk nkn'k’
(8.8)
If we now expand the impurity potential in a Fourier series,
Ur)= > bke™", (8.9)
K
then
(nk|U|n'K') =) bk / Er P 0 Y (r)
K (8.10)

K

We will now prove via two separate methods that the integral is zero unless
k' + K = k. First, since the cellular functions are periodic,

U (O (r) = Y K (G, (8.11)
G
with G a reciprocal lattice vector and Eq. (8.10) becomes

(K| U@In'K) =Y brck! (G) / dPrel®+K-k+GT (8.12)
K.G
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Using (with V the crystal volume)

/ dre®HETEOT — Vi ke, (8.13)

/ Er i Oune e T =3 "X (G) / Pre @O — v EK(G).(8.14)

G

Equation (8.12) becomes
(nk|U(r)|n'K) = Z brcE¥ (K + K — k), (8.15)

and
&K G) = ! / dPru, (O)u, e (r)e 6T, (8.16)

Now, if u} (r)u,1(r) is smooth, the dominant term in its Fourier expansion has
G = 0. Therefore, k = k' + K.
For the second method, consider

fd3r”Zk(r)un’k/(l')ei(k/+K7k)‘r = /d3r whn (r — R)uye(r — R)elk+K-kT

— ei(k’-‘,—K—k)~R /dSru:k(r)un/k,(r)ei(k’_;'_K—k)T'

Since the latter must be valid V R, we have k = k' + K.
Hence, Eq. (8.10) is written as

(nk|U(r)|n'K) =) bk / Eruy Oume®) = > bk Ay 1k (8.17)
K K
where
Atk = f Eru g O (r), (8.18)
and Eq. (8.8) becomes

E= ZE ®)anl* + ) Z Ak bR AY e - (8.19)

nkn'K’

Equation (8.19) is exact. As for the bulk problem, one can now apply a variational
principle to obtain a secular equation. The difficulty lies in the determination of
Aﬁ”k +k- One can circumvent it for a smooth impurity potential. When that is the
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case, the Fourier expansion of the latter will only involve wave vectors K =~ 0. With
this approximation,

’
— [
Ay = /d iy (D () = 8y,

and Eq. (8.19) becomes

E = Z [Z E,(K)|anu|* + Z a:k+Kanka:| . (8.20)
n k kK

Note that, in the latter equation, there is no coupling of different band states. Finally,
we need to show that the latter is the Wannier equation.

8.2.2 Wannier Equation

The Wannier theorem states that, for a perturbed problem, one can replace the band
electron by a free electron and the free Hamiltonian Hy by E(—iV). The Wannier
equation for the wave function is then

To relate Eq. (8.21) to Eq. (8.20), we expand ¢, in a plane-wave expansion:

on = % Zankeik'r. (8.22)
k

Plugging into Eq. (8.21),
Y awe T [E, () + UM =E Y ane™",
k k
or
E = /d3r ¢p [EA(=iV) + U )] ¢y
&Br . L d3 o
=Y @ Ea(K) / 7r AR N / 7" U (r)eikK0r

k.k’ kK’

= Z |ank|2En(k) + Za:k+Kal1ka7 (8.23)
k kK
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since, from Eq. (8.9),
f Frue " =) b ™ OT = V.
K

Therefore, Eq. (8.23) corresponds to a one-band version of Eq. (8.20). The theory is
now applied to donor and acceptor states.

8.2.3 Donor States

We next examine the applicability of the Wannier equation to multiply degenerate
valleys of conduction bands.

8.2.3.1 Single-Valley Approximation

If both k and K lie within the same valley, one can treat each spheroid separately.
Given that, one still has to investigate the convergence of the sums

*
§ i K AnkDK -
KK

Following KM, we now provide an order of magnitude. Since the problem is hydro-
genic, take

¢ =e"/Ro (8.24)

as the ground-state function. Then,

. 0 ! , 2w [
ag = fd3r pe kT = 271/ dr rze”/R"/ dxe krr = 7/ drre™"/Rosinkr
0 - 0

1
[ee) . . 3
= 2—” dr r |:er(Rl()+lk) — er(Rl()lk)} = % (825)
ik Jo (1 +k2R)

For U(r) ~ 1/r,

1 3 —iK-r 1 > ! —iKrx 1
by=— [d’rU(r)e =— drr | dre = , (8.26)
%4 280V 0 -1 €0VK2

Za:;k-t,-Kanka ~ Z |ank|2 /dK K*bg ~

— " (1+Kk2R2)*"

(8.27)

Thus, the sum converges fast for kRy > 1. Example: Ry ~ 50ag, k ~ 27 /a, then
kRoy ~ 250agp/a ~ 25. Hence, one can solve around one minimum.
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8.2.3.2 Band-Decoupling Approximation

Now examine
n'n ~
Ak Suin-

Since K is assumed small, one can find ux;x by nondegenerate perturbation
theory:

!/

Koolk|H'|i
i) = |l.)0+Z| Yoo (k| |l>0'

—~ E)—E]
Here
h ih?
H="Kp=-LK.v
mo mo
Thus

in? K- [dru’, Vi

kK = ke £ T E(K) — Ey(K)

U + O(K?). (8.28)

”
As is well known, the state normalization is accurate to order 1 + O(K?), i.e.,
' 2
Ak = 1+ O(K7).

Now

A’li::l(-i-K = /d3ru;k+K’4nk
iR K- [drut, Vi
mo == Ey(k) — Ey (k)

in? K- [d*ru’y, Vi,
mo  Ey(K) — E,(Kk)

N K- {lplu)
mo Ey(K) — E,(k)

= 8, + &' wh o (') + O(K?)

+ O(K?)

= Sn/n

= 8y — + O(K?). (8.29)

In order to estimate the latter, we will appeal to the effective-mass tensor to get rid
of the momentum matrix elements. Thus,

N 2
LK - (U |pluni)

mo

”@+Z En(k) — Ey (k)

n

2K2
E,(k+K)=E,Kk)+ >

h
+ <unk K- 1Y
n mo

*

—E(k)+h2K ! K
= En 7 i m i Js
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1 (Unk| pilunwi) Mn/k|pj|unk)
) = 7& )
<nﬁ>ﬁ o T 223 E, () — Ey(K)

Along the principal directions of the spheroid, the effective-mass tensor is diago-
nal. Choosing one of the two possible directions and also restricting to a two-band
model, one finds

1o |[Prup Vun]? 2h2 2
— =~ T [Eik) — En(K)] Al k. k
S T B E Kk B0 1] [ A

if 1/m* >> 1/my. Then,
h2K2/2m* 1/2
At X | ————— 8.30
kmk[a@—m®} (830

Note that K follows from Fourier transforming the perturbation. Thus, the effective
scale is K ~ 1/Ry, where Ry is the donor radius. Therefore,

. L. . 1
impurity ionization energy

/2
. e 1/2
i| ~ [1mpur1ty ionization energy] /

An’n ~
k+K .k |: band gap

if the band gap is around 1 eV.

8.2.3.3 Eigenvalue Problem

Finally, for a spheroidal valley, the perfect crystal has the following dispersion rela-
tion:

E(AK) = 12

2 2

2m1 2m2

where Ak = k — k; and k; is the location of one of the equivalent minima. One is,
therefore, solving the eigenvalue equation

Gl Ly (G | PR B (8.32)
2mo | 9x2  ap \9y2 072 dger’ ’

where m! = a;mg and ¢ is the static dielectric constant. This equation is not separa-
ble for oy # ;. It is common to use the variational method to estimate the binding
energies. KM [133] used

Y
_ |:a_b3:| ef[a2x2+b2(y2+z2)]l/2/fo’ (8.33)
T[r()
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Table 8.2 Ionization energies

of donors [133] Si Ge
P 0.039 0.0120
As 0.049 0.0127
Sb 0.039 0.0096
Theory 0.030 0.0090

where ry = 4weh?/me”. KM reported the data in Table 8.2.

8.2.4 Acceptor States

We treat here the case when the energy band minimum is degenerate. It will be
found that the simple Wannier equation gets replaced by a set of coupled differential
equations. Recall that the unperturbed Hamiltonian itself, e.g., the DKK one, is not
diagonal; nor will the impurity perturbation be. Hence, the process is, in effect, one
of simultaneously diagonalizing both terms.

Define n orthogonal states d)f) degenerate at k = 0. To first order in perturbation
theory, one obtains a new set of functions

ih? k-fd3r YoV Puo k.
k= | Gno — — —_— = KT 8.34
®nk |:¢ 0 . EN ) — E0) Yo | € (8.34)

The sum over / does not contain the degenerate states since the matrix elements
among themselves are zero. ¢ is an eigenstate of the translational operator but not
of the unperturbed Hamiltonian. The ¢’s are then known as pseudo-Bloch functions.
Nevertheless, they are appropriate for expanding the perturbed problem:

V= dudu (8.35)

As before, if

(Ho +Um)y = EY,

then

(buk|Ho +U@)|Y) = Eap = Z A APk | Hol ) + Z i (Dnk|U ()@ ).
n'K n'K (836)

Also
U(r) = Z bre®T,
K
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and
(Gl UML) = br A k- (8.37)

Using the same procedure as previously leads to the secular equation

Z Ak Hyp (K) + ank-kbx, (8.38)

n'

where

Hyypy (K) = ($nk| Hol k) (8.39)

Thus, the corresponding Wannier equation is

Z H, (—iV)U, (r) = EU,(r). (8.40)

Kohn and Schechter [138] used a trial function of the form

1 2 =30+ )Y 0
_ 0 0 - (x +1iy)z
r/r r/ra r/ra
e + be + ice , (841
“ o ~() e | S N
0 0 0

and the variational method for Ge and got 0.089¢eV for the ionization energy. A
very interesting recent calculation of acceptor levels in diamond resolved a long-
standing problem with respect to the measurement of the spin-orbit energy and
the difference between the spin-splitting of the band states and of the acceptor
levels [139].

8.3 Luttinger—-Kohn Theory

The problem discussed in the previous section is now treated using the canonical
transformation technique of Luttinger and Kohn [6]. The goal of Luttinger and
Kohn (LK) was also to generalize the Wannier equation for a single charge in
a perturbed periodic field. They developed a more systematic theory than KM.
They considered band structures with increasing level of complexity: simple band
with minimum at k = 0, simple band with minimum not at k = 0, degenerate
bands, and finally degenerate bands with spin-orbit coupling. We adopt the same
presentation.
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8.3.1 Simple Bands

The impurity envelope-function equation will be derived followed by a simple
application.

8.3.1.1 Theory

The starting Schrodinger equation (without spin—orbit interaction) is again Eq. (8.6).
The wave vector k is no longer a good quantum number since translational sym-
metry is lost. As in the KM theory, we expand the solution in terms of all Bloch
functions:

V0 = Y [aRE@wm = 3 [ kB, 00 )
= Y [ @B, S A o)
= Y [k Y 5004 0

=) / () Ay (K), (8.42)

where
Xk = & un0(r), (8.43)
Aw(®) =) By(K) A, (K). (8.44)

The state in Eq. (8.43) is the Luttinger—Kohn basis state. Indeed, this establishes that
the x,k’s form a complete set of states too. One would similarly expect them to be
orthonormal. This is now demonstrated. The proof is based upon the orthonormality
of the Bloch functions, Eq. (2.3). Similarly,

(nk|n'K) = / &Er ) = / Ere® 0T (), (r).
1% |4

From periodicity, one can expand the product of cellular functions in a Fourier
series:

who(Duyo(r) = Y Bte . (8.45)
Then

(nk|n'K) = Z B™ / Sre'® kKT — (o7)3 Z B" 5k —k —K,). (8.46)
m V m
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Since k, k' € FBZ, the delta function can only be satisfied if K,, = 0 (write m = 0).
Then, Eq. (8.46) becomes

(nk|n'K') = )’ Bl 8(k — K'). (8.47)

We now need to evaluate B(')'”/. From Eq. (8.45),

’ 1 H
B = ol /Q dPre®n Tyt (Ou,(r),
’ 1
= B" = — / d*ru ()i g(r). (8.48)
2 Jo
Further,
(nk|n'K') = / Ery i e = / Ere® 0T (P (r).
\%4 \%4
Setting k' = k and using Eq. (2.3),
58 = [ Eruzyunm =N [ Erugyeua
\%4 2
where N is the number of unit cells. Integrating over k,
S’ / &’k 8(0) = N / d’k f Pty (0)u(r),
2
or
@2n)? @2n)?

(Unoltpo) o = —=— (Unolttno) 2. (8.49)

(Snn’ =N
2

This, together with Eq. (8.48), gives

, 1
nn' _ _Snn’-
@)y
Therefore, Eq. (8.47) becomes
(nk|n'kK') = 8,,8(k — k). (8.50)

Equation (8.49) can be written down in a more useful form:

(Unolito) s = / i (Ot (r) = 851)
2

_ann’ .
2n)?
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Also, from Eqgs. (8.47) and (8.48),

3
(nk|n'k') = / Fre® 0T (Our) = =~ Cull / &1y (Ouo(r)d(k — K).
% 2 Jo
(8.52)

Indeed, the latter is trivially generalized to replacing the product of u’s by any

periodic function.
We are now ready to proceed with the derivation of the effective-mass equation.

Putting Eq. (8.42) into Eq. (8.6):
Z/d3k’ |: + V(r)+ U(r)] Xnw = E Z /dzk/ Ane A (K,

and multiplying by [, d*r x gives

- hk/ 2
Y JEK Ay (K) [, dre® 0T, [% + V() + U(r)] o
=EY, [PK Ay K) [,Ere®0ryt 0 = EA,®K). (8.53)

Next

2
Z / &’k A, (K) / Erel® T Ve, = ZA (k)( )’ Qd3ru,’;0V(r)un/0,

Z/d3k/ An/(k/) /dSrel(k k)r * (p—i—ﬁk )214"/0

2
= ZA (k)( 7y’ d3ru;0(p + hK)* 1,

Q2n)’

= A, (K)R’K* + Z A (K) / dru’y(p* 4 21K - p)uyo,
n' 2

giving

2 2 3
A0 — Ik +ZA (k)(z”)

/ dru’y [Hy+ k- pliyo

+Z / &’k A, (K) / Ere® T Umu,g = EA,(K),
n |4
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or
B0+ ) 4,00+ Y Tk pun0+ 3 [ @K U koA, )
n P n — K P’ A’ n n n’
2my — mo P "
— EA,K). (8.54)

where p,,,» was defined in Eq. (2.16) and

nk|U@)|n'K) = / Erel® Ty Um)u. (8.55)
|4

Note that this equation is exact. We have introduced the momentum matrix elements
at k = 0. Two useful properties are:

Pon =05 P = Do = (D) (8.56)

The former is because k = 0 is a band minimum:

. ih [H ] 8H() mo 8H0
= myv = morf = ihm rl=my— = ——,
p 0 0 olf1o 0 ap h oK
i mo 9 3 mo A E,(K)
= n = d’r u,g H n0 = —0=0.
Dun h ok Jo UyotioUno h ok [k=0

The lack of translational symmetry of U mixes different wave vectors k; U also
mixes bands n. To uncouple the bands, one would need to remove the interband
coupling to order k in both V and U ; the resulting effective mass would depend upon
U—an undesirable situation. One way out is to find out when (nk|U(r)|[n'K’) = 0
for n # n’. In analyzing the latter, we use Eq. (8.45). Then,

mk|U(r)|n'K) = /

e ® 9T U Py = Z B / Pr & KK T )
v - v

= Q) Y BrUK —k+K,), (8.57)

where

Uk) =

3. —ikr
) /‘:d re U(r).

The orthogonality of the Bloch functions leads to a vanishing B;jl”/ for n # n' only
if K,, = 0. This implies that (nk|U |[n'K’) ~ 0 for n # n’ if all terms except K,, = 0
can be neglected; i.e., U(r) is smooth over a lattice unit cell. Then, U(K) is only
nonzero for k << K,,, # 0. Equation (8.54) becomes
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h2k2 h 31,/ ’ ’
E0)+ —— | Ay + Y —Kk-pur Ay () + | K UK—K)A,(K) ~ EA,(K).
2m0 ) my
(8.58)
Equation (8.58) has a band-coupling term linear-in-k. An effective-mass equation
should have no band coupling term and is only accurate to order k2. This suggests
that it is sufficient to remove the linear-in-k term to order k2. This can be achieved
via a canonical transformation:
A=¢S B,
The theory was developed in the absence of the inhomogeneity in Sect. 2.4. Here,

H(k)=Hy+ H + U, (8.59)

with

R*k?
(nk|Hyln'k’) = <En(0) + —) Sund(k — K,
2m0

h
(nk|H;|n'K') = m_k Pk — K, (8.60)
0
(nk|U|n'K) = UK — K)S,,

and Eq. (2.21) becomes

_ 1 1
H = Hy+H;+U+[Hy, S1+[H;, S]+[U, S]+§[[H0, S, S]+§[[U, S1, S1+...

(8.61)
As before, to remove H;, we choose S such that

H, + [Hy, S]=0. (8.62)
In terms of the x states,
n,! n,’ h !
(nK|(HyS — SHy)In'k") = —(nk|H{|n'K’) = ——K - ppd(k — K').
mo
The LHS is

— Z /d3k// [(nk|Ho|n”k”)(n”k”|S|n’k’) _ (nk|S|n”k”)(n”k”|H0|n’k’)]

h2k? h2k'?
= (E,,(O) + —) (nk|S|n'K) — | E,(0) + (nk|S|n'K)

2my 2mg

h2k2 h2k’2
=|E0)—E;(0)+ — — (nk|S|n'K).
2m0 2m0
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Hence,
h k * Pnn'
(nk|S|n'K) = —— P bk - K)
mo [E,(0) — E(0)] + 2me ~ 2mg
_ o Kb g gy KRy 1) 863)
~ mo [E,(0) — E,(0)] M@y

where hw,,, = E,(0) — E,(0). Set
(nk|S|nk") = 0.

Note that S is linear in k. We now look at the correction terms in the transformed

Hamiltonian [Eq. (8.61)]. Corrections to Hy and H; are both seen to be second order
in k:

1 1 1
[Hlvs]—i_z[[HO’ S]a ] [H17S] [Hlas]ZE[Hl’S]a
and
l !
E(nk”Hl’ S]ln’k)
1
_ E Z /dSk// [(nk|H1 1K Y(n"K'|S|n'K') — (nk|S|n"K")n" K| H; |n’k’)]

” ’ *Pun ,
zmgz/ Tk [k POk = k/> S — K1 = 8,11 = By,]

'n’

k- Prn”

Wyn"

S(k - k//)[l - 8nn”][1 - (Sn’n”]k/ : pn’n”(s(k/ - k”)i|

1 1
+

nn'" Wn'n

h
=—Y [1 = 8]l — 8w 18k — KK - P K - P . (8.64
Zm%;[ Il 18( k- p p ( ) (8.64)

”

Corrections to U are:

(nK|[U, S1|n'K")
— Z /d3k// [(nklUln//k//)(n//kllls|n/k/) _ (nkls|n//k//)(n//k//|U|n/k/)]

1 K -
=—— [ &K [U(k —-KH—=
mo

_ (k - k/) * P

mowpy

nn’ k nn’
p S(k/ k//) p

nn’ Wpp

= MUK — K)S(k — k”)]

u(k - k/)[l - 3}111’]'
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This is seen to be linear in k but has magnitude ~ LI(E) /w. Since, the Fourier com-
ponent of the perturbation determines the binding energy and for a shallow impurity,
the band gap is much larger, one can safely drop this term. Similarly, one can also
neglect the next-order correction [[U, S], S].

The aim is next to obtain the new equation for the B’s. We now present two
different approaches. The basic difference in the two derivations involves treating
the impurity potential separately and not. Since the latter is more straightforward,
we give it first. It is based upon the realization that if

HA =FEA,

then
HB = EB.

This was shown in Sect. 2.4. The new transformed Hamiltonian is

_ 1
H=Hy+U+ E[Hl, S1+ O(k>). (8.65)

Note that, in Eq. (8.64), interband terms (n # n’) will lead to band-diagonal terms

at a higher order in k (i.e., O(k?)). Since these terms are dropped, we will also set
n = n' in Eq. (8.64). Thus, we have

22
(E(0)+k+ o kik; Zp"”p””>B(k)+/d3k/U(k K)B,(K) = EB, (k).

n’ Wnn

(8.66)

One can simplify this further by noting that the coefficient of B, (k) on the LHS is
the expansion of E, (k) to second order. Using second-order nondegenerate pertur-
bation theory about k = 0 (first-order term vanishes due to symmetry),

22

h°k ! (o Hy |ttyr0) {thpro | Hy |1ty
E.k) = En(0)+ +Z ol Hylupro) {tnrol Hy ltno)

E,(0) — E,(0)

k2 R popl,
— E 0 - k k nn n n
( )+ 2 + Z wnn

n"

Incidentally, the last equation gives us the f-sum rule:

azEﬂ (k) h2 pnn kpn”n
— Z (8.67)

3k[3kj - mo O p

Finally, we get the effective-mass equation in “momentum space”:

E,(k)B,(k) + /d3k’ Uk — K)B,(K) = EB,(K). (8.68)
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We now provide another derivation of the effective-mass equation. Rewrite
Eq. (8.58) as

31,/ h2k2 ’ ’ 31,/ h ’ / ’
/d K | E.(0) + — | Au(K)S(k — K') + /d k Z —Kk - pur Ay (K)S(k — K)
2m0 n' Mo
+ / PR UK — K)AK) = / &K EK)A, (KK — K. (8.69)
One can simplify the notation to
3 / K[ H 6K+ H O K| A ()
= /d3k’ [—Z/{(k —K)+ EXK)S(k — k’)] A, (K,

where
, 2k2
Hy" (k. K) = |:En(0) + 2—] 8(k — K8,y = (nk|Hy|n'k’),
1o

, h
H" (k,K) = —K - pdk — K) = (nk| Hy [n'K).
mo

Formally, one can also write
Hoy-A=(E-U)-A.

This simplifies finding the transformed equation since we now have

Hye’B = (E —U)eSB,
HyB = (S He)B=eS(E—-U)eSB~EB—UB+ SUB—USB. (8.70)

Simplifying each side in turn, the RHS contains (SUB),x — (USB),x = RHS

[(nK|S|n"K")(n"K"|U|n'K") — (nk|U |n"K")(n"K"|S|n'K))] (n'K'| B)

_ N [_&m”kwm’k/) + &(nklwn’k/)} (W'K|B).
mo [ [E.(0) — E,(0)] [E.(0) — E(0)]
But
(n"K|U|n'K) = 8,k — K),
then

RHS = [ ke gy KR g k’)] (K| B)
= — | — — — n
mo | [E,(0) — E,(0)] [E.(0) — E,(0)]
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— i (k/ - k) * Pun’

— <~ =" UK - K)#'K'|B).
g [E,(0) — Eyp(0y] 106~ KO0 KIB)

As for the LHS, the analysis follows exactly that for the perfect crystal. Thus,

— 1

Hor = Ho+ S[Hi, ST+ 0(),
and
= ’ nn' ’ 1 N,/ nn' /
H, kK)=Hy" (k,K)+ E(nk|[H1, Slin'k") = Hy" (k, k')

1
+§ Z [(nk|H1 |n//k//)(n//k//|s|n/k/) _ (nk|S|n”k”)(n”k”|H1 |n/k/)]v

giving for the LHS of Eq. (8.70)
(nk|Ho1 B|n'K')

2k2 hz ' k- Pnn” k- Pnn k- Pnn” k- Prn
E,(0) + 7) B,(k) + — [ + ] By (k).
< 0 p [En’(o) - En” (O)] [En(o) - En”(o)]

Hence, we have

k pnn k pn n' k N pnn” k ° pn”n’
<E”(0) * ) Bt s Z [[EM) “E.00 T iEW©) - Enff(on] B ()

h ( k' — k) P
PR UK — K B, (K —_—
+/ { St mg [E,(0) — E,(0)]

= E(k)B,(k). (8.71)

Uk — KB, (k")

It is worthwhile to summarize the essense of Eq. (8.71). There were two band-
coupling terms in the original Hamiltonian: V and U. We have attempted to remove
these interband terms to first order in k via a canonical transformation. For the crys-
tal potential, this was successful, just as for the perfect-crystal case, and one can
now absorb the interband terms to second order into an effective mass. However,
this time, there is a residual term linear in k (and in the impurity potential). Such
a term 1is, nevertheless, smaller compared to the original linear-in-k term (the k - p
term) by a factor of U/ /AE. This term is, therefore, indeed smaller if the impurity
is shallow, i.e., the binding energy is smaller than the band gap. This, of course,
relies on the conventional definition of a shallow impurity and also assume the
only relevant band coupling is at the fundamental gap. Furthermore, we note that
this impurity term differs from the other impurity term in the LHS by a factor of
k- p/AE ~ S (indeed, arising from [U, S]). Also, being an interband term, it
actually differs by a factor of S2. Since we have assumed S small in the theory,
the neglect of the linear-in-k term in Eq. (8.71) is consistent. Finally, it should be
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reminded that the equation is also only valid for small k. The gist of the argument is
that, the effective-mass equation valid to order k2 is

21,2

I
|:E,1(0) + m

i| B, (k) + /dSk/L{(k —Kk)B, (k) = E(k)B,(k), (8.72)

n

which is the same as Eq. (8.68). Equation (8.72) is similar to Schrodinger’s equation
for a potential U in momentum space. An important distinction, however, is that the
wave vector is here restricted to the FBZ instead of the whole space. Were the wave
vector not restricted to the FBZ, this equation would then describe a particle of
mass m, moving in a potential U(r).

Nevertheless, our goal is to see how close to this description one can get. Thus,
we define a real-space function F'(r) corresponding to the Fourier coefficients B, (K):

F,(r) = / d*ke*T B, (k). (8.73)
FBZ

Then, Eq. (8.72) becomes

h2v2 . .
/ d’k [En(O) — ]elk'rB,,(k) + / d’k / &K UK — K)e*TB,(K)
FBZ 2m

n

_E / ke B, (k) = EF,(r).

On the RHS, the energy E is outside the integral since it is a parameter to be found
by solving the equation. Recall that

UK —K) =

(1) / 4V’ Ty (),
7y Jy

and the impurity term on the LHS of Eq. (8.72) becomes

1
(2m)}

/d3k /d3k/ / dv’ U(r/)ei(k—k’)-r’Bn(k/)eikr

- / v u() / PPk ek T [ &’k e* T B, (K)

Q2m)?
= / dV' U@ A — 1Y) F, ().

The function A(r) is approximately a delta function if multiplied by a slowly-
varying function since A(r) has a width of a; it would be a delta function exactly if
k is in all space. Note that fa dV A(r) = 1. Hence, if we assume F,(r) to be

i 1l space
fairly smooth, one has
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2

. V2F,(r) + UX)F,(r) = [E — E,(0)]F,(r), (8.74)

which is Schrodinger’s equation for a particle of mass m, moving in a potential
U(r). It can also be rewritten down as

[Eq(=1V) + U(0)] Fy(r) = EF,(r). (8.75)

The smoothness of F,,(r) remains to be studied and of its connection to the real wave
function ¥. A smooth F, (r) implies that its Fourier coefficients [see Eq. (8.73)] will
only be appreciable for small k; i.e., for wave vectors smaller than the size of the
FBZ (k << K,V m # 0). Small k implies that S is small and, therefore,

A, (k) = e°B,(k) ~ B, (k).

Finally, the wave function becomes [starting with Eq. (8.42)]
OEDY / ke o) By (K) = Y Fy(Dyo(r). (8.76)

Note also that our effective-mass equation has no interband coupling. Hence, it
would be consistent to write

Y (r) = F(0)uno(r). (8.77)

It is thus seen that the envelope function has replaced the plane-wave factor for the
Bloch solution near the zone center.

8.3.1.2 Band with Minimum not at Center

For a band minimum at k = Kk, one uses as basis a state with a wave vector k away
from the Bloch state at Ko:

Pute = 7€ ). (8.78)
One can show that the ¢,’s satisfy the same properties as the y,x’s. For example,

(‘pnk|(pn’k’) = 5nn’a(k - k/)s

and

ph(kg) = 0.

Hence, one can repeat the above derivations and get essentially the same results.
Namely, the wave function can be written down as

Y(r) = F(r)Yu,(r), (8.79)
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where F is the solution of the effective-mass equation
1
[E (ko + 7V) + U(r):| F(r)= EF(r), (8.80)
i

where E is expanded to second order in %V near k.

Generally, the bulk band structure for ko # 0 has a many-valley structure. For an
arbitrary impurity potential, the energy degeneracy of the valleys is broken. Then,
the various solutions are independent solutions of the Schrodinger equation. These
solutions will also be approximately orthogonal since, if the envelope function is
fairly constant within a cell (as is required by the effective-mass theory), then the
orthogonality follows from Eq. (8.79). If, however, the impurity potential is either
spherically symmetric or has the point-group symmetry, then the valleys stay degen-
erate. Then, a linear combination of the multivalley states is required and this will
lead to a multiplet splitting of the energy states.

8.3.1.3 Solution

The solution of Eq. (8.74) for a Coulombic potential is well known. One can rewrite
the equation explicitly as

h? &2
[_ v - } Fu(t) = [E — E,(0)]F, (1), (8.81)
2m* dre,gor

This is a hydrogenic problem with an effective mass m* and a relative permittivity
&r. The ground bound state is the 1S state

F (r)=;e_’/“" (8.82)
ST wapnt '

where qy is the effective Bohr radius:

4 r hz r

ag = I 535 &
*,2 *

m*e m*/my

(8.83)

For example, GaAs has ¢, = 12.85 and m* = 0.067m. These give ay ~ 100 A and
E — E, (0) ~ 5.5meV.

8.3.2 Degenerate Bands

Without loss of generality, we will assume kg = 0. To simplify the discus-
sion, we will also neglect spin for now; the latter will be considered in the next
subsection.
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Consider a set of states ¢, degenerate at k = 0; other states will be denoted by
¢, in analogy to the remote set of Lowdin. The idea is to again establish a complete
set of orthonormal functions with properties similar to those of x,x. Once this is
done, the earlier theory follows through almost unchanged, particularly if there are
no coupling terms from the perturbation to couple the degenerate states.

First we note that, barring accidental degeneracy, the ¢, must belong to an irre-
ducible representation of the crystal point group. For DM crystals, inversion ensures

that the ¢, ’s have definite parity (indeed, even for the valence-band states). Thus, the
matrix elements of the momentum operator between those states vanish:

Py (0) =0. (8.84)

Similar to the nondegenerate case, the basis states for the perturbed problem will be
taken to be

bux = €57y, (8.85)

where n include both the degenerate and distant states. The impurity wave function
is then written as

Y=y / &k A, (K)k (1) (8.86)
n
The Schrédinger equation becomes
Z fd3k’ (nk|Hy + Un'K)A,(K) = EA,(K). (8.87)
Recall that, for a simple band, we had

h
_k'pnn’An’(k)+/d3k,u(k_k,)An(k,) = EA, (k).
2m0 mo

212
[E,,(O) + ﬂ] AnK)+Y

Forn = s, since p! , = 0, we have
pi‘n’ = pir‘gn’r’ (8.88)
and

h2k2 h 3,/ / /
|:E,,(0) + —] As(k)+ E _k'psrAr(k)+/d KUKk —K)A;(K') = EA (K).
2m0 . mo
(8.89)
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We again transform away the linear-in-k interband term using

SRy RY ,
(nk|S|n'K) = { 0y ‘(s)(k k), n.n 7& 5 (8.90)
N norn =s:S.

In zeroth-order effective-mass theory,
Ak =Y / &K' (sk| T [nk)B,(K') ~ ) f &K (sk|1 + S|nk)B,(K) ~ B(K).

The relevant simple-band results were

1 - h 1 1 )
S OKILH, S)nK) = s 3 K Pk Py ( 5(k — K),

nn' a)n/n//
0 n’stn.n'

> f &’k (nk|H|n'K) B, (K) = EB,(K),

— 1
H = Ho+U + [H, ]+ o).

Since we are interested in the degenerate bands s, we will drop all other bands.
Hence, Eq. (8.89) becomes, dropping the n = r matrix element,

R*k?
[En(O) + —] B,(k) + /d3k’ Uk —K)B,(k')
2m0

1
+>° /d3k’ (sk ‘E[Hl, S]

s’k’) B, (K) = EB,(K).

Now
1 h k- sn” & Pn's’
3 f Pk (sk‘—[Hl, S] s’k’> Buk)=Y — 3 RPN p ),
s' 2 s’ 0 nrsts,s' sn”
Thus,

R2k? h ol
E (0)8,y + 8,y + —kik; Lo s’ | B (k
> | Es(0) T D - (k)

; 0 Wiks.s! sn

s

+ /d3k/l/l(k —K)B;(K') = EBy(Kk). (8.91)

In the absence of the perturbation, Eq. (8.91) is the secular equation for the By, with
the matrix elements being given by the momentum matrix elements at k = 0. It is
now conventional to either shift the valence-band energy E,(0) to the RHS of the
equation or to set it to zero. Then, one can rewrite Eq. (8.91) as
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> (DU kikj)By (k) + f &K Uk — K')By(K') = EB,(K), (8.92)

where the matrix D is the same as previously given [Eq. (3.6)]; it plays the role
of the inverse effective mass in a one-band model. Note that Eq. (8.92) is still in
momentum space. We can transform to coordinate space as before by introducing
the envelope function

Fy(r) = / &’k e* T B, (k). (8.93)
FBZ

As we have seen already, this is implemented by replacing k, by %Va. Thus,
Eq. (8.92) becomes

> [D.i@(%vi)(%w - U(r)zsssl Fy(r) = EF,(r). (8.94)

s/

The latter is the effective-mass equation for impurity states in a degenerate-band
semiconductor. It is a set of coupled differential equations and this result is identical
to that of Kittel-Mitchell [133]. The impurity wave function is seen to be

OEDY / PKA, R Pu(r) =Y f kA, () ¢, (r)

= / kA (e gy (r) ~ ) / A’k By (K)e™ " ,(r)

=) FE®m¢. (8.95)

8.3.3 Spin-Orbit Coupling

We now add the spin-orbit coupling to the above discussion. The Hamiltonian
remains periodic and the unperturbed Hamiltonian

Ho = Hy+ Hy. (8.96)
still has Bloch functions as solutions. Let the solutions be given by
Hol e = Ea(R)V (8.97)
with

T (8.98)

<
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The u,x’s differ from the u,k’s via the addition of a spinor function. In discussing
the perturbed problem, it is now necessary to distinguish between the nondegenerate
and degenerate cases.

8.3.3.1 Nondegenerate Case

Introduce a complete set of functions
7t1k = eik.rﬂnOa (899)

and let the perturbed wave function be
v=> / KA, KX, k. (8.100)
n

The earlier theory follows through unchanged leading to a similarly looking
Schrodinger equation for A, (k) except for the replacement

Pun = Tnn (8101)

The 7 operator has the same properties as p: 1, is still zero at a band minimum.

8.3.3.2 Degenerate Case

While there are twice as many states as without spin, some of the degeneracy might
be lifted by the spin-orbit Hamiltonian. We will treat specifically the case of a dia-
mond crystal for which the three-fold valence band without spin, becomes six-fold
with spin, and then split into a four-fold and a two-fold subspace in the presence
of the spin-orbit Hamiltonian. If the latter is treated as a perturbation, then the
zeroth-order wave functions are the |JM ) states (Table 3.4). We note that LK used
a different set of |JM ) states from us (Table C.2).

In the JM; basis, one now needs to generalize the D matrix. LK used the DKK
Hamiltonian with spin. For conciseness, we only write down the case of a four-
band model. It was already obtained starting with the DKK Hamiltonian in Chap. 3
(Table 3.6). Thus, in the presence of a shallow impurity, the problem to solve is the
equation in Table 8.3.

8.4 Baldereschi-Lipari Model

Baldereschi and Lipari have reformulated the multiband impurity problem by sepa-
rating the Hamiltonian into a spherical and a cubic term [30, 140]. We give a brief
introduction to this theory.
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8.4.1 Hamiltonian

The starting point of their model is the acceptor Hamiltonian in Luttinger form:

H— 5 P2 V2 22 22 22
=\ t37) 5 e (P2J?+ pyJs + p2J2)
2 (e p W) + Uy p Uy o) + Lpepi U2 di)) — ¢

2m0 X y xXJy Yz yvz X vx 4]18}’“

(8.102)

Here p is the hole linear momentum operator. The first term in Eq. (8.102) looks like
a kinetic-energy one while the last one is the Coulomb potential; the other terms
can be viewed as effective spin-orbit terms. This analogy can be strengthened by
introducing spherical tensors.

First, one can define second-rank symmetric Cartersian tensors with zero trace:

P =3pipj —8;jp° (8.103)
T = 3{JiJ;} = 8,77 (8.104)
Then Eq. (8.102) becomes
e’ 1
H = p? — 3 = (v3 — ¥2)3ij1Pij Jij.- (8.105)

o 2m0p  dmer Imy

The cartesian tensors are now expressed in terms of irreducible spherical ones of
rank [ = 0, 1, and 2. The I = 1 component is absent due to the symmetry of the
tensors and the / = 0 component due to being traceless. Then Eq. (8.105) becomes

2 3 2
v APZ e St Vz(P(z) L J®) (8.106)
2my dmer 45my

(vs —v2) ?) 2)1@ 1 ) 2)14% ) 2)71®
o [PP x J ]_4+§«/7O[P x JPT7+[PP xJ2),7 ).

where

[U%) x VETP = (—pfet ok 4 112 (Zl ’;2 kq) Uyl (8.107)
1492 —
41,92

In Eq. (8.106), the first term is spherical, the third cubic, and the second one again
represents an effective spin-orbit coupling. Defining new parameters and units,

6y + 4y,
po=—,
R}%
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s=1r"r (8.108)
Y1
e4m0
Ry=——7—,
0 16726212y,
dmeh?y,
ay= ————
e2my
then Eq. (8.106) becomes
Lo 2 1 pho 0
3 2 @ 1 2 27 2 27
+57 ([P< A g\/70[P( ' x I+ [P x TP, ).

It is clear that band parameters only appear in p and §; representative values are
given in Table 8.4.

Table 8.4 Representative

" 1)
valence-band Si 0.483 0.249
ters [30, 140 ! ' '
parameters [ ] Ge 0.766 0.108
GaAs 0.767 0.114
GaP 0.701 0.178

8.4.2 Solution

Since § << u, one can treat the problem at two levels. The first is to retain the
W term in a spherical model as a perturbation on the hydrogenic problem. One can
then add the cubic term as an additional perturbation.

As examples of the validity of the spherical model, the valence-band dispersions
for a few semiconductors obtained by BL are given in Fig. 8.1.

Next, the reader is referred to the paper by BL for a detailed treatment of the
w term. This was done separately for large p (large “spin-orbit coupling”) and
small w. For large u, BL found an exact solution of the spherical model for Pp:%,
where F = L + S:

Ry

HOE = o

n=2,3,...). (8.110)

Binding energies within both the spherical and cubic models are shown in Fig. 8.2.
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Fig. 8.1 Valence-band dispersion for Ge, GaAs, GaP and Si along different directions and within

the spherical model. Reprinted with permission from [140]. (©)1974 by the American Physical
Society
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sion from [30, 140]. ©1973, 1974 by the American Physical Society




8.5 Summary 219
8.5 Summary

Two theories (Kittel-Mitchell based upon a Fourier expansion and Luttinger—Kohn
based upon a canonical transformation) were introduced in order to derive the k - p
Hamiltonian in the presence of a shallow impurity. The basic result is a Wannier-
like effective equation for an envelope function. The one-band model can be solved
exactly as a hydrogenic problem in which the binding energies are independent of
the impurity atom and depend upon the host via its band parameters and dielectric
function. The multiband problem has no exact solution and is typically solved using
a variational technique. We discussed briefly the approach of Baldereschi and Lipari
which involved separating the problem into a spherical and cubic part.



Chapter 9
Magnetic Effects

9.1 Overview

One of the earliest k - p papers, the DKK one [2] already treated magnetic effects
via the cyclotron-resonance effect. A classical analysis was presented. For a single
parabolic band, the band is characterized solely by the effective mass and there is
one cyclotron frequency; in the quantum picture, this corresponds to equidistant
magnetic Landau levels (Fig. 9.1).

L
\ )

1
/ \
Fig. 9.1 Magnetic levels for two simple parabolic bands

The quantum theory of cyclotron resonance was developed by Luttinger in
1956 [4] using a four-band model for diamond semiconductors, and extended to
an eight-band model by Pidgeon and Brown [86]. Inclusion of strain was consid-
ered by Suzuki and Hensel [80] but within a six-band model for germanium, and
by Trebin et al. [81, 141] for eight-band zincblende. The band coupling and non-
parabolicity results in a nonlinear behaviour of the Landau levels with magnetic
field. This effect is typically observed in a magneto-optical experiment.

The first derivation of the g-factor equation was performed by Roth et al. [25].
They also presented the first theory of magnetoabsorption in diamond-type semicon-
ductors. Weiler, Aggrawal and Lax [98] studied magnetoabsorption in zincblende-
type semiconductors.

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 221
DOI 10.1007/978-3-540-92872-0_9, © Springer-Verlag Berlin Heidelberg 2009
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In the following, we will first present the analysis of how to include an external
magnetic field using the canonical transformation of Luttinger and Kohn [6]. We
have included a discussion on calculating the g-factor. The application of the theory
of invariants to obtaining the magnetic Hamiltonian was already given in Chap. 5.
An excellent exposition of the theory of band electrons in a magnetic field can be
found in the book by Zeiger and Pratt [12].

9.2 Canonical Transformation

The procedure here follows closely the derivation given for the Wannier equation of
an impurity in Chap. 8. We will leave out the electron spin for now and introduce it
in Sect. 9.5.

9.2.1 One-Band Model

We first look at the theory of an electron in a simple band in an external homo-
geneous magnetic field. We will choose the field to be in the z direction with the
crystal at an arbitrary orientation to it. The magnetic field is then

B = (0,0, B).
As before, we choose the Landau gauge (V - A = 0) for the vector potential:
A =(—By,0,0).

The magnetic field is introduced into the Hamiltonian via minimal coupling (p —
p + eA with e > 0):

1 1
H=—@P+eA’+ V)= —(p>+2eA -p+e2A>) + V(r)
2my 2mg

_ L 2p2.2
= Hy + (e"B”y” —2eBypy)
2m0

hs hs?

= Hy— —ypx + ey 0.1
0 my

my
where s = e B/h is the inverse square of the magnetic length. We will be expressing

the Hamiltonian in the LK, basis. Matrix elements of yp, and y? are now needed
(those of Hy were obtained in Sect. 8.3.1):
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(nk|yp,|n'k') = / Ere® Ty () y[hk, — 17V, Ju,(r)
\%4

19
= ——— [ Ere® 0Ty (O)[AK. — iV, Ju,o(r)
i 0k,
1 o L
= - hk;fd3rel(k —k)~ru:0un/0+/d3rel(k k) Ttno Pxlino
1 8ky Vv \4
19
=—= 0 [hk;,c‘snn’a(k - k) + P8k — k/)]
1 y
o1 )
= [hkxann’ + pnn/] —W(S( - k ), (92)

(nk|y*|n'K') = [ Pre® Ty (1) y u,0(r)
14

10
= (1 8k/> fv &r e " (0)uo(r)

2

ann
ok’ 2

— 8k — K). 9.3)

The Hamiltonian is then, using Eq. (8.60),

2h2
(nk|H|n'K") = (nk|Hp|n'k') — —(Vlkbfpxln/k/) + —(nkly In'K’)
R2k? h ,
E (0) + — ann/ + —k- Pun S(k - k)
2m no my
sh [k S + 12 ]1 9 s k,)+527125 ” 25k —K)
mo " Prn dkK, 2my " ok
h2k? sh?k, 1 9 22 92
E,(0 — )8k —K) — ——d8(k — k/—— Sk —K
|:< ()-l-2 ) ( ) mo 10K, ( ) e ( ):|
1 . sho_ @
+— | Pk purd(k — K') — _pnn S(k — k') 9.4)
my Bk/

There are thus intraband and interband terms. The interband term is small. The term
linear in & is small in the sense that k - p perturbation applies. The one proportional to
s is small for weak magnetic fields. We will again make a canonical transformation
T’ = exp(S’) in order to remove the interband term to first order. Write
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oo shke1 D ,
(nk|Ha|n k) = - 6(k k )6nn s
my i Bk/
2R 92
(nk|Hy|n'K) = ——— ——=8(k — K)§,,,», 9.5)
21’)’10 3ky2
n,’ 1 ’ sh ’
(nk|Hy|n'K) = — | Bk - ppwd(k — K') — —P,m 5(1<I k)
my ak/
Then
H = Hy+ H, + H, + Hy, (9.6)
H=e¢5He

= Hyo+ H, + H, + Hy + [Ho, S'1 + [H,, S'1+ [Hp. S'1+ [Hy, S'] + %[[Ho, 1, 81+
As before, one removes the interband term to first order via
H, + [Hy, 1 =0, 9.7)
which then leads to
ﬁ:Ho—i-Ha—l—Hb—i-[Ha,S’]—i-%[HI,S’]—I—... 9.8)

S’ is similarly obtained to S [Eq. (8.63)]. Have

_(nlellnk) /
(nk|S'|n'K') = { o o 9.9)

n=rn,

where hwny = E,(0) — E, (0). We can now obtain the matrix elements of H; we
only need the intraband elements. Since (nk|H,|n'K’) « 8,,,

(nk|[H,, S'1lnk’) = 0, (9.10)
because S, = 0. Also,

(nk|[Hi, S'n'K))
— Z /dSk// [(nk|H1 |n//k//)(n//k//|s/|n/k/) _ (nk|S/|n”k”)(n”k”|H1 |n/k/)]

B Z /d3k// |:(}’lk|H| |n//k//)(n//k//|Hl |n/k/) B (l’lk|H1 |n//k//)(n//k//|Hl |n/k/)i|

Wy Wyp

1 7 . "y, ./ l l
:EZ/dsk (nk|H1|nk)(nk|H1|nk)|: _ }

nn' Wy
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- f Pk’ [k p ok — k') + > D a(k” k)]
T om? ok

n”

1 1
x|:k”-pn//n/8(k” K)— > P "’ak' — 5k — k”)][ - ] ©.11)

Wy [
and

(nkI[Hh §1Ink’)

9
= K | k-p sk —K)— —p* —8K’ —k
mo / [ P8 ( ) hp”” k] ( )}

n'

4 a v 1 1

2h

!/
1 a
== [kkjpnnpnné(k K') — s(k; —}—k)pnnpnn,ak/&(k k)
mgy

>
s pnn,pnnak,zé(k k)]w , 9.12)

We can simplify using the f-sum rule, [Eq. (8.67)], giving

%} Sk — K
O ok, 0k ;

PE,&\ 1 0
-— 8K —k)
ak; ok, i 0k

32E, (k) ,
s2|:h2—m0< T >}m(k k)}. (9.13)

1
(nK|[H;, S'l|nk’) = ——{k,-kj [hzsij —m
mg

—s [hz(kx + k) — mo(k; + k;) (

Hence,
_ 1
(nk|H |nK') = (nk|Hy|nK') + (nk|H,|nk") + (nk|Hp|nK') + —(nk|[H1, S'|nk")

R2k? o shke1 D , 2h2 92 ,
= [E0) + 7~ ok —K) — — =5k — k) — ok~ K)
mo

mo i 9k, 2mg 9k
1 9 E, (k)
——kik; | B?8;; — mp————| 8k — K
2m0{ ’[ j Mo akiak] k—k)
32E,(K)
—s | B2 (ky + kL) — mo(k; + Sk —k
S[ (ks + k) = molks + ’)(ak,-akx )JIak/ &~k

32E, (k) )
oo (s )]m“‘ ]
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32E,(K) ,
Sk — k')
okiok; /),

2
+s [hz(kx — kL) + mo(k; + k) (8 E”(k)> } li5(k’ -k
0

— E,(0)5(k — k') — 2%?10{ — kik;mo <

okiok, )yl 1ok,
+s2m0<32§gk)> aizza(k’ k)}. (9.14)
Now
(ks k/)W(S(k/ k) = 8,50k — k). 9.15)

One can prove, e.g., by making the change k — —k, k' — —K/, or by using

/ dx f(x)8(x — x') = —f'(x).

[e.¢]

Then
k(K = [ £, + 5K (BN Ty
n nk') = — —
2 ak;dk; ),
1 E, (k) 1 9 ?E,(k)\ 0°
——s(kj + k) | ——) ~ — = —=—=) ==K —k).
sk l)(ak,»akx >0i8k/ S — k) < ok2 ) 8k2( )
Next
kik; (92E,(k)
E,(0) + = E,(k 9.16
0) + 2<ak,ak,) (k) (9.16)
to second order and writing
ki +k; = k| — ki + 2k;,
we have
— , PE,K\ 1 0
(nk|H|nk') = E,(k)s(k — k') — sk; ——8(' —Kk)
dk; Ok, Olak/
is(k ) ’E,(k)\ 0 5K — ) — ’E,(k)\ 9? 2 -1
27 TN Okidk, ) 0k 2\ oKz ), ak? '

Finally,
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(nk|H|nK) = E,(k)8(k — K') — sk PER) 1D S(k' — k)
R = B Y okok, ), 1ok
is (9%E,(Kk) ) s (PE,(k)\ 9>
=) K —k)— = [ —2—) —8K —k). (9.17)
2 \ 9kydk, /, 2 k2 ) 0k?

Equation (9.17) is the effective-mass Hamiltonian in momentum space. As for the
impurity problem, the Schrodinger equation for the transformed Hamiltonian can be
written succintly as

HB = EB,
ie.,
E (k) By (k) + / i | s (EE00) 10 500 im0
n n —SK; A, - n
dkidky ), i 0k}
is (92E,(K) ) P (PENK) 7 ,
— = =) (K —K)B,(k) — — —0(k' — Kk)B,(K)
2 \ 9k, 0k, /, 2\ ok ), ok?
:EBn(k)’
or

2 : 2
E,(K)By(K) —s [ki (a E"(k)) 280 1 (a En®) ) Bn(k)]
0 0

ok; Ok, ok, 2\ ok.ok,

52 (PE,K)\ ,0°Bu(K)

> i — EB,(K). 9.18
2( ok2 )01 o ® ©-18)

To convert to real space, we again introduce an envelope function via Eq. (8.73).
Thus, we multiply Eq. (9.18) by e!*T and integrate over the FBZ:

2 H 2
/‘dgk En(k)eikern(k) —5 /dlk |:kz <a En (k)> 18 Bn (k) + 1 ( il En (k)) Bn (k)j| eik.r
0 0

ak; ok, ok, 2\ 0k,dk,
2 92 E, (K ror 2B, (K .
+2 / Pk ®) e B p / Pke* B, k).
2 ), ok2

Consider the O(s) term:
3%E,(k 3B, (k) . E,(K)\ i .
® / &k [k, 22 er | ®) 1 / &k B, (K)e'kT
dk;dk, ), dk, dk, 0k, ), 2
3%E,(k 3B, (k) . i (9%E,(k
- (TE® / ok i B ® e | | L (OEGON
dk; 0k, ), dky 2\ dk.dk, /,

_ (PEnK) s [ 9Bu(K) 4, ] i (92En(k)
= ( TS )O/d k |:lki—8ky e }+ 3 ( TR >0(V,-y)F,,(r)
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1 [ 9*E,(K) 3 3B,(K) . 1
= — d k2 k l T .Vi Fn - Vll;‘n .
2 ( dk; 0k, )0 [/ ok, +iVilyFa) + 7 }

But

3B, (K) . 3B, (k 3B, (K) .
2ik,~—( ) gikr _ o 9B )v kr — v, 9B ) icr
dk, dk, 3k,

ad . A
= 2Vi | 7 —(Bu(K)e™™) — iy B, (K)e' " |,
ok,
and the integral of the first term gives zero; hence,
0B, (k 2
/d3k2 ki ———= (&) et = ZyV,(Fy).

ok, i

Combining with the other terms, we finally get

92E,(K) 1 ’E, k) ,
[En( iv) — <ak ok ) (y Vi+ -+ Vy) < e >0y]Fn(r)

= EF,(r). (9.19)

Equation (9.19) is the differential equation satisfied by the envelope function F), in
the presence of a uniform magnetic field. Using Eq. (9.16), we can interpret it as a
Schrodinger equation with the Hamiltonian being given only by the kinetic energy
operator which is the expansion of the band structure to second order, and replacing
k by —iV + eA/h. In the expansion of E,(k), any product of noncommuting factors
should be symmetrized [as can be seen, e.g., in the O(s) term of Eq. (9.19)].

Away from the zone center, F satisfies

E, (ko + %v + %A) F,(r) = EF,(r). (9.20)

9.2.1.1 Exact Solution

For a one-band parabolic model in a static magnetic field, there is an exact solution:
equally-spaced Landau levels as in standard quantum mechanics. Again choosing
the magnetic field along the z direction, one has

PP
2m, 2m, 2m,

H= (py +eBx)’. 9.21)

Eigenfunctions can be separated in the y and z parts:

fr) = \/%e“kvﬁkﬂwx), (9.22)
ylz
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where ¢ satisfies the differential equation

2 272
Px 1 2 » | Ik
+ —mew (x + xo)” + ¢(x) = Ep(x), (9.23)
2me 2 2me
with
hk,
= —, 9.24
Xo= 5 (9.24)

Solutions to this problem (the harmonic oscillator) can be written in terms of
Hermite polynomials:

o2

$u(x) = exp [—eB%} H(J/5(x — xp)), (9.25)

Hy(x) = (—1)"ex2d—n[e—xz]. (9.26)
dxil

The eigenvalues of Eq. (9.23) (Landau levels) are independent of the center
point xg:

h2k?

1 z
E(n, ky, k;) = <n + E) hw. + 2m~ , 9.27)

where hw, = eBh/m,. Clearly, for a given spin direction, E vs. k, are a set of one-
dimensional parabolas evenly spaced by hw,. To get a feeling about the magnitude
of the Landau-level spacing, we note that for an effective mass of approximately
0.1 mo and a magnetic-field strength of B = 1T, the level spacing is approximately
1 meV.

9.2.1.2 Magnetooptics

Roth, Lax and Zwerdling [25] studied optical magneto-absorption using a simple
model of one conduction and one valence isotropic and parabolic band. The matrix
element governing the transition is proportional to

M x & /dV frulp - efpuy &)/dV up - ey /dV Xt
Q

= E(Pey .s)/dV I fos (9.28)

where & is the amplitude of the electric field and the absorption coefficient is
given by
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2 172 1
«(B, E) o |MJ? ( 2 _ (9.29)
' me + my " (E - En)_l/2 '
where m; are the two effective masses, n is the Landau-level index, and
1
En = EO + (I’l + E)h(wcc + a)CU)v (930)

where .. (w..) stands for the cyclotron frequency in the conduction (valence) band.
Thus, the selection rule for interband magnetoabsorption (for direct transitions) is
An = 0, the absorption curve is related to the density of states of a one-dimensional
band, and the oscillations in the curve are separated by an amount equal to multi-
ples of the sum of the two cyclotron frequencies. Of course, a more complicated
band structure (degeneracies, warping, inversion asymmetry, ...) will lead to more
complex spectra [142, 143]. Finally, note that magnetooptics involves both a mag-
netic and an electric field. A study of cyclotron resonance in crossed electric and
magnetic fields for narrow-gap semiconductors was performed by Zawadzki and
coworkers [144].

9.2.2 Degenerate Bands

The derivation is not substantially different from the simple band case. For the latter
case, we had Eq. (9.4). Recall that this is an exact equation; it still applies to the
degenerate subspace. In particular, for centrosymmetric crystals,

rk|H|F'K) =0, 9.31)

where r and r belong to the degenerate subspace. There is thus no coupling within
the latter. Equations (9.8) and (9.9) are unchanged. Note that the term Hy+ H, + H,
is diagonal, while [H, S'] is off-diagonal [Eq. (9.13)]. Then, the effective Hamilto-
nian, Eq. (9.8), in the degenerate subspace is

— h2k? Rk, 108k — K 2R2 328(k — K
AR = | (£ + ) 501y - ST PCED) SRR
2m0 my 1 Bk( 2m0 3](‘,2

h o 135k —K)
LS ik plypl 6k — K) — stk + K)pl pt — o )
+m22[ 1P Pl SK = K) = (i + K)py, P o,

0

s pip — (9.32)

rvtvr’ 2 ’
8k§, Wy

o 828(k—k’):| 1

with

> / &K (rk|H|r'K)B, (K) = EB,(K), (9.33)
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and v is a state outside the degenerate subspace (in the so-called Lowdin B set). We
rewrite Eq. (9.32) as (with £,(0) = 0)

— h2k? h piopl,
rk|H|r'K) = | —8, + — kik; == 1 5k — K
(rk[H|r'K) {mo mgz” o ok = K)

1 3%k — k) 1 propt, %8k — K)
2%2 rvtr
2K C o s 9.34
’ |:2m0 ok T They, 0k O3
bk, 138k —K) plop*. 138k —K)
—sh ,73” k k o rvtyr = )
’ |:m0 TY o Z o 1 0k,

We can now separate the terms in H in terms of powers of s. Using the definition
of the D matrix given in Eq. (3.6),

0(1) = D kik;s(k — K), (9.35)
82

0(s?) = —s*D*8(k —K)—. 9.36
(57) = —s ( T (9.36)

To simplify the O(s) term, we use the following result obtained earlier [and
Eq. (9.19)]:

L 38k — K Ik —K) 38(k — K)
(i + k) =2 = 2k e (] — k)
ok, ok, ok,
38(k — K) , 38(k — K)
- Zkia—/c; + 8y (K, — k"’)a—k;
38k — K/
_ oy 0k —K) 8iy8(k — K).
ok,

Then the O(s) term becomes

hk, 1988(k — K 38k — K 1 it
mg = Wy

mg 1 kav 8k/y

hk, 1 pl p* 9
— h 8” = FrvPvr Sk k/
s : Vo + Z ( )} o,

mo 1 0 wpy 1

1
88,8k — k/)— Z LAV

Wpy

20k, 1 .
=sh{ ,,%Jr D”}(S(k K). (9.37)

Thus, Egs. (9.32) and (9.33) become
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N 3B, (k 32B, (k
> |:D;’r,k,-ij,/(k)—is (Zk,-D” ak( )+D”B (k)) s2D*% 3k2( )} — EB,(K).
y y

r

(9.38)
The latter is the effective-mass equation in a degenerate-band semiconductor in

momentum space. Using Eq. (8.93),

. . 71 1 .
/ &°k DY kik; B, (k)e™™ = / &’k D/, (iv,») <i Vj) By (k)e'",

JdB,(k dB, (k) .
dek k ( ) 1kr — /dSk Vi ( )e1k<r
ok, ok,

= / &’k [ak(B (k)e* ") — lyBrf(k)}
= %Vi(y) f d’k B, (k)e'*,

3?B, (k) 3B (k :
_ d3k ( )elk»l‘ — i dlk ( ) 1kr — yZ d3k Br,(k)elk-l‘ — yzFr’(r),
k2 ok
y y

we have

< (1 1 1
Z [D;’,, (fV,) <fvj> — 25D, V (y) +isDY, + sy Df;,] F.(r) = EF.(r). (9.39)

But
1 1
(;Vi - Sy(six)(ij —5y8jx)
1 1 ) 2 1 1
=\ =Vi|| =V ) +5y6ixdjx —5-Viydjc —sydix =V,
i i i i
1 1 ) 1 s
= Tvl TVJ + s y Six(ij — 2s;8]x(V,y) + T(Six(sjp
Therefore,

> [Dj’r’, (%v,- - sy&-x) ij - syajxﬂ F.(r) = EF,(r). (9.40)

9.2.3 Spin-Orbit Coupling

In cyclotron-resonance experiments, the cyclotron energies are typically smaller
than the spin-orbit energy [4]. Then, the four-band model is adequate. We derive
it now. Since the vector potential is only a function of y in our choice of gauge,
periodicity is maintained in the other two directions. Thus, the envelope function
can be written as



9.2 Canonical Transformation 233

Fj(r) = enPr¥tp:d) fr(y), (9.41)

We again make the substitution k; — %Vi — 5y8; in the D matrix. For example,
the (1, 1) matrix element from Table 3.6 becomes

1 1
EP(TV" — 5y8;x) F;(r)

1 2 2
- {(L + M+ h—) [(—iV, — sy)” + (=iVy,)* ] +2(M + h—)(—iVZ)z}
2 mo 2myg

Xe%(pxx-ﬁ-pzz)fj(y)

e (Pxx+p:2) K2 2 92 2(M + 5,
= T{(L%—M-I——)[(E— y) _8_);2}4_7% 2 1
i L+M+E)r -
= en(pxx-*-p;z){ 2 - [ dy 9y2 + 57 y ]+ "2 Opg i,
if y is rescaled so that p, /h — sy = 0. Continuing,
RF; = — [(=iV, — sy — V,) (—iV.)] e P22 f(y)
! f3
Np: ipx
s (s 2) o
SF, = _m{@ — M)[(=iV, — sy)? — (=iV,)’]

_2iN (—iV, — sy) (—ivy)]e%w*”f“f,-(y)

e % (Pxx+pz2) 92 9 9
= —7 {(L - M) (s Vo4 8—) + Ns (yg + @y>} £,

1.2 eh Pt (L4 MY [ 92 1 M
ZP+Z0|F: —
[6 +3Q] j 3 { > | 82+sy th}f/(y)

+§ {M[(=iV, — sy’ — (=iV,)*] + L(—iw} eR POt f(y)

e B (Pxx+p:2) {(L +M) ] 3

Y L
3 ) |5y s*y? th JAS

o [2M 22\ 2L p?
e n (Pxxtpd) [T <s2y2 - 7) + ?ﬁ] Si

N NIRRT QL+ M) p?
_ ot ertpen | € _ L+ M
¢ { 6 [ oyt } T3

}fj()

Hence, we obtain the coupled differential equations given in Table 9.1.
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9.3 Valence-Band Landau Levels

The k - p models in the presence of a magnetic field can be solved to obtain the Lan-
dau levels. The procedure is well described in the paper by Hensel and Suzuki [145].

9.3.1 Exact Solution

A simplified solution was given by LK. They chose p, = 0 and ignored the electron
spin. The Hamiltonian becomes the one given in Table 9.2. One can now introduce

ladder operators:
(@ +ah) if/>(a —a') 9.42)
=,/ —(a+a'), py=—ih,/=(a —a'), .
YTV s Py 2

la,a’]1=1. (9.43)

giving

Then

P+ 57y = his(aal +ala) = PN + 1), N = dla,
s2y? — p? = s(a® + (ah?), (9.44)

hs
SOPy + pyy) = —(@ = @)).
LK now made the spherical approximation: L — M = N. We will also write

hZ
_(L+M+m—0)

o= —-—" -,
2
(L +5M)+ S
B = 7", (9.45)
5 L—-M
a—p= ,
3
vy =3@—p).
This finally gives the Hamiltonian as
a(2N + 1) —)/(aT)2 0 0
2
—ya~ BRN+1) 0 0
0 0 BQ2N +1) y(ah)? ’ (0.46)

0 0 ya® a(2N +1)
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(€9d + €dq) 4 N1+

SRS uT ( I R
(€ s +2d) w\uhgﬁu (24 — £45) i | 0 0

(€9d + fdq) 4 N1+

g
(24 = U5 (s + ¢9) M_MTCWQS 0 0

(€4d + 4dq) 4 N+

0 0 (s +2d) ﬂ%?d (24— <5 5 @%I
T
(€4d + “dg) 4 N1+
fd - « L A d) e
0 0 (24 = 48 Gy | — (Sles + VAM“i\_\Iv
(£ ¢l (% ¢l (i ¢l (¢ €l
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where an overall factor of s has been left out. Due to the presence of the ladder
operators, one can use as basis the oscillator eigenstates:

fi =" fimy. (9.47)

We know that
algy =+ 1)"¢up1,agy =n'g, 1. (9.48)
Thus, for the top 2 x 2 block,

[@2n + 1) = A fi(n) — yn'*(n — D2 fo(n — 2) = 0,
—ym+ D20+ i +2) + [BQn+ 1) — Al fa(n) = 0. (9.49)

This system of equations can be solved by making use of the following Ansatz:
Ji(n) = Ciépng, f2(n) = Cobpiany- (9.50)
Then
[@2ng + 1) — A1Cy — yny*(no — D'2C2 = 0,70 =0,1,2, ...
—yny*(no — DV2C, + [pQ@ng —3) — 1C2 = 0.ng = 2.3, ...
and for a nontrivial solution,

a@no+1)—r  —yn)*(ng— DV2| _
—yno)'2(ng— HY? BQ2no—3)—1r |

or
[@(2ng + 1) = AM[BQ2no — 3) — A] = y*no(ng — 1).
Ifng =0,1,
A=alng+1).
Ifng > 1,

1
r={@+pen+1-4p
[ + B)2no + 1) = 4BT — daB@no + D210 — 3) + 4y no(ng — D] |.

The latter can be simplified by noting

[(a@ + B)2no + 1) — 481 — 4aB2ng + 1)> + 16aB(2ny + 1)
= [(@ — B)2no + 1) + 487>
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Hence, if we similarly work out the eigenvalues of the lower block of Eq. (9.46), all
the energies are (putting back the factor of s)

A =asng+ 1), 9.51)
A= BsQny+ 1), (9.52)

forng =0, 1, and

A ]1/2 ’

NSNS J ]

(@ +B2ng + 1) = 48 & [I(@ = B0 + 1)+ 481 + 4y no(no — 1)

M = 5@+ Bne + 1) = da £ [18 = )@ + 1)+ el + dyPno(ng — D]}

for ng > 1. The levels are no longer degenerate, due to the breaking of time-reversal

symmetry by the magnetic field. Note that the Landau levels are again equally
spaced.

The result was obtained by introducing the magnetic field right from the start
into the Hamiltonian. An alternative approach might have been to obtain the disper-
sion relation first, then apply the magnetic field; LK called the latter the “classical”
expression. The four-band problem has an exact solution as we saw in Chap. 3;
within the spherical approximation,

1 , R 1 5
EK) = —(L 4+ 2M)k>* + —— + —(L — M)k

3 2mo 3
R2k>

1 , R
= —QL+ MK* + ——, Mk*> +
3 2m0 2m0

= %(30! — B, %(3/3 — )k’ (9.53)

Note that each level remains doubly degenerate. Each also behaves like a free elec-
tron. Application of a magnetic field is known to lead to Landau levels. One can also
apply the effective-mass theory. The energy levels become

1Ba — p)(2ng + 1),
E(ng) = 1 | (9.54)
138 —a)2ng + 1),

for np = 0, 1,2, ... The differences compared to the earlier results are obvious.
Nevertheless, the two are related at high quantum numbers [4].
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9.3.2 General Solution

In general, the magnetic Hamiltonian is infinite dimensional and the eigenvector is
a linear combination of harmonic oscillator |¢,) and Bloch states |M):

Y=Y a(M)lpa)IM,). (9.55)

n,My

In practice, the matrix is truncated. For zincblende, Bell and Rodgers solved the
full magnetic problem for a magnetic field along (100) [146]. An example of the
solution for kp = 0 for Ge is shown in Fig. 9.2. Following Hensel and Suzuki [145],
the Landau levels are labeled by (N,, K™). Here, N is the Landau quantum num-
ber for the envelope function and »n labels the various M states for each N (for
example, there are four n values for the Luttinger model). The quantum number
K = 0,1,...,v — 1 labels the rotational symmetry about B for the latter along
a crystal axis of v-fold rotational symmetry, and 7 is the parity of the envelope
function. One has [145]

N:MJ+§+n,KEN(m0dv). (9.56)
60 —
4L iy 4
50 =
o
2y — o+
- 2y —
2t :
2,2
40 -
o
E1 -
<
=
o +
L . I
2 oe s o 2 30— o
2 s 7 2 2" M 10
s o- o 11305 11g 1= "
IS} B —_ 8 = - - 1+ o~ - 0
& 8 .- 6 10gam 1, A 105 = 10,°= 1 10—
z v 1y — 3- 0+ 0~ 1+ 1
- 20 b= 753— 75 = O m— 977 93__ 9y —
652—- 2+ 8, 2= 86 2= 870— 8s 2
64 = 1+ - 1+ -
o . T = 757 76; 757
e 5o 6L 6 28 6 L 6
24— ~ o* . R 2= - 1+ .-
10 = n < 4y 2= 22 5,20 53 = 2,9 5,10 53;
- 1 4
- 1 L - 2 —
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Fig. 9.2 Valence-band Landau levels for B along different directions and k3 = 0 for Ge. Reprinted
with permission from [145]. ©1974 by the American Physical Society
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9.4 Extended Kane Model

The invariant form of the magnetic interaction within a 14-band model for zincblende
is given in Table 9.3. The valence parameters (k’, q") are clearly the Luttinger
ones with the conduction band subtracted out. Similarly, there is a g-factor term
in the conduction band (see Sect. 9.5 for details). However, in addition, there is a
conduction—valence band-coupling term that is linear in the magnetic field and is
parametrized by D’.

Table 9.3 Invariant expansion of magnetic interactions of the Hamiltonian for a 14-band model of
zincblende. {AB} = %(AB + BA), c.p. stands for cyclic permutation. Adapted with permission
from [21, 81]. ©1979 by the American Physical Society

L,
HEo = 58 up(o - B),

HgvSv — —ZILB [K/J B+ q/(JSBx + Cp)] N

TvTv
HB

—2ugk'c - B,

1
Hgm = —upD'(Ty, B, +c.p),

/3

HS™ = —3,,'U - B.

9.5 Landé g-Factor

We now consider the more complete problem and rewrite the one-particle Hamilto-
nian for an electron in a static magnetic field with the electron spin term:

A2
= BEAT |y

H
2mo 4mic?

(6 x VV)-p+ gouso - B, (9.57)

where g is the free-electron Landé g-factor (go =~ 2). Thus, the focus is on the
conduction band.

The conduction-band wave function ¥ near the I point is, in the one-band
model, written as:

¥ = f(n)]S), (9.58)

where |S) is the Bloch-periodic part and f, is the envelope function. As we have
seen, to zeroth order in A, the term (p + eA)? /(2my) leads to the effective mass in
the one-band Hamiltonian for the envelope function f, using second-order Léwdin
perturbation theory through interactions with remote states (including the valence-
band | P) states among remote states). To first order in A, the same term leads to the
electron effective g-factor in the one-band Hamiltonian for the envelope function f,
using second-order perturbation theory.
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Specifically, we had from Sect. 5.4.2.1 that

. 1 .
Dy = D)} kik; = =[D;!

2 nm'?

DJj, ki ;14 {Dy,. D Mbi k).

m

The second, symmetric terms leads to the effective mass. For the spin-up S state of a
cubic semiconductor, the Lowdin perturbation term with the antisymmetric term is

i _
. % { [<S 1 1ol py 1S 2) - g 112y D) (U1pslS “] (ke k]
0 ' :
+FS¢WNHMMST%%STWNHWHS“}MDM]
E, — E
+[w¢uamumASﬁ—wSTnmnﬂmﬂsﬁ}mwbﬂ,
E; — E ‘

where [/ denote remote states.
We have seen that the commutator of the wave vector is proportional to the mag-
netic field. Assuming a magnetic field along the z-direction, we then have

AF = _ie g 5 S PRS0 =5 1 Iy lpals 1)
my 1 Es - El
= Agupo,B;. (9.59)

Hence, using second-order perturbation theory, there is an additional g-factor con-
tribution to the one-band electron effective-mass Hamiltonian:

Ag = &Z (S 1 IpxD(LlpylS 1) = (S 1 |pylD (U pxlS 1)

, 9.60
Es_E (9.60)

1mg 7
For valence states, the effective g factor arises from the « (isotropic) and ¢ terms
in the Luttinger Hamiltonian [87].

9.5.1 Zincblende

We now give the explicit derivation of the g-factor for the conduction electron in a
zincblende semiconductor. In this case, the conduction state will be written as [iS)
and we rewrite Eq. (9.60) as

ag = £ 5 B8 1 IpDURHS 1) = S 1 Iy I IpoHS 1)

9.61
imo ES - E[ ( )

1
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Table 9.4 Matrix elements for computing the g factor for zincblende

I (S 1 pal)  (UIpaliS 1) QS 1 pyll)  (IpyliS 1)
hh 4 £ £ iP _iP
V2 V2 NG V2
hh | 0 0 0 0
Ih ¢ 0 0 0 0
P P iP iP
hi 7 —7 V3 %
sh 1 0 0 0 0
P P iP iP
sh i A A 7 i

First, we will assume the only relevant states in the summation are from the valence-
band hh, lh (I%,), and sh (I7,) bands. We can use the Hamiltonian in Table 4.1 in

order to evaluate the matrix elements in Eq. (9.61). All the needed matrix elements
are given in Table 9.4.

Then
a1 [(B)(ER)-(5) ) | CR) (5 -(5) (%)
g  img Ey Ey
(25 -(3)(-5)
Eo + Ay
2p? A
- " 3myg Eo (Eo (—)i- Ap)’ (9-62)
and the total (effective) g-factor g* becomes:
. 2 p? Ao
g =g +tAg=go <1—§m—om> (9.63)

Thus, the term goupo - B must be replaced by g*upo - B in the effective-mass
one-band electron Hamiltonian similar to the replacement of the free-electron mass
by the effective mass. The Landé spin-splitting effect is small; at B = 1 T, it amounts
to approximately 0.1 meV for an effective g factor equal to 2. Hermann and Weis-
buch [147] include the upper conduction bands into the summation explicitly:

Ag 2p? Ao 2p"? 1 1 )
AP + - +C
80 3mg Eo(Eg + Ag)  3mg \Er, —Er, Er, —Ep,
2P2 Ao N 2p? A N
3mg Eo(Eg + Ao)  3mg E\(E1 + Ay)

', (9.64)

where C’ accounts for more remote bands.
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9.5.2 Wurtzite

Hermann and Weisbuch [147] also evaluated the g-factor of wurtzite semiconduc-
tors using the Gutsche—Jahne basis (Table C.9). In this case, the valence band con-
sists of the A (I,), B (I7,), and C (I7,) states and the g-factor is anisotropic. The
necessary matrix elements for evaluating g are given in Table 9.5.

Table 9.5 Matrix elements for computing the g factor for wurtzite

l (iS 1 |pxll) (| p«]iS 1) (is 1 1pyll) {IpyliS 1)
A4 % s iP _ir

2 2 V2 V2
Al 0 0 0 0
B 1 0 0 0 0

(1—g2)'/? (1—g2)\/? (1—g2)\/? (1—g2)\/?

B JE P \/75 P —i ji P ji P
(o) 0 0 0 0

q: q: § 4 § 4
cl -5F 5P 1ﬁP —iZzP

Then

s _ 1 [ E5)-(5) ()

80 i”nO Ee — EA

((17472)1/21:) (1(1 i ”ZP) (ﬂa q%>‘/2P) ((1—q%>'/zP>
V2 V2

+ iy
(%) () () ()
E,—Ec

where E, was set to zero. Similarly, one obtains

Agi 12 1 1 2411
o - | — — — ) [20.(1 — /2. 9.66
0 (E EB>[ qZ( CI7)] ( )

The effective g-factor in a semiconductor was first discussed by Luttinger [4].
Other studies on the electron g-factor can be found in [25, 147]. Typical experimen-
tal values as compiled by Hermann and Weisbuch [147] are given in Table 9.6.
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Table 9.6 Experimental g*-factor values. Adapted with permission from [147]. ©1977 by the
American Physical Society

*

g
InSb —51.3
InAs —14.8
InP 1.26
GaSb —9.25
GaAs —0.44

9.6 Summary

It was shown how to include an external static magnetic field into the k - p Hamil-
tonian using the method of canonical transformations of Luttinger and Kohn. The
answer is the minimal-coupling procedure k — k + ¢A/h, where A is the vector
potential, applied to the effective Hamiltonian. An exact solution for the degenerate
valence-band problem discovered by Luttinger was then presented. The theory of
the g factor for a simple conduction band for both zincblende and wurtzite was also
given.



Chapter 10
Electric Field

10.1 Overview

The formalism for studying a static electric field in an infinite solid is fundamentally
an ill-defined problem [148]. The reason is because the corresponding potential
energy is given by

V()= —€-r, (10.1)

which is a nonperiodic and unbounded function. A representation in terms of
extended Bloch states is, therefore, infinite [134]. Furthermore, being unbounded
from below means that there is no stable ground state. This causes difficulty with
variational formulations of the energy functional [149, 150]. For the most part, the
study of this problem has evolved independently within the ab initio and empirical
communities. The problem was extensively discussed within k - p theory by Blount
in 1962 [134]. It was shown that there is no difficulty unless there is a degeneracy
in the energy spectrum. A solution for a degenerate band structure was recently
proposed by Foreman [135, 136, 151].

10.2 One-Band Model of Stark Effect

A general solution to the one-band effective-mass Hamiltonian,

2 2

2
Px p Yy p 4
H = & , 10.2

2m*+ex+2m*+2m* ( )
with &£ the electric field applied along the x direction is:

Y(r) = p(x)e’el, (10.3)
where ¢(x) is the solution to the differential equation
L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 245

DOI 10.1007/978-3-540-92872-0_10, © Springer-Verlag Berlin Heidelberg 2009
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P
( I 4 eEx) ¢(x) = E ¢(x), (10.4)

2m*

with the boundary condition:
lim |¢p(x)| < oo. (10.5)
x—=+00
The energy E, is related to the total energy E by:

212
Rk IR

2m* 2m*

E=E, + (10.6)

Solutions ¢ are given in terms of Bessel J and K functions of fractional order.
Since the potential term e£x is arbitrarily negative as x — —oo, the spectrum is
continuous. In particular, bounded solutions with any E, < 0 are allowed whenever
& # 0. Similarly, for holes, a continuous spectrum exists above the valence-band
edge whenever £ # 0.

10.3 Multiband Stark Problem

Adding an unbounded operator such as the Stark term to the Hamiltonian and per-
forming a multiband analysis involving degenerate states, require a careful analy-
sis [134, 151]. We shall follow Foreman’s discussion [151].

10.3.1 Basis Functions

Using the Bloch functions ,, the cell-periodic parts u,x, and the Schrodinger
Hamiltonian H as defined in Egs. (2.1), (2.2), (2.3), (2.4), (2.5), (2.6), (2.7), (2.8),
(2.9), (2.10), we obtain

@2n)?
2

3

= (2;12) /Qd3rujk(r)pu,,rk(r)+ hKS,,, (10.7)

2n)?
2

@2n)?
2

P (K) = /9 Er ) OPYk(r)

T (k) =

/ Erut, (O)mu,(r) + 1KS,,, (10.8)
2

o (K) = / &ru (OFU(r) + K8, (10.9)
2

It is known that the Bloch functions 1,k and the cellular part u,x above are not
analytical functions in the wave vector k. In fact, they are discontinuous in k at a
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degeneracy (say, at kg) [152], and depend critically on the direction k — k¢ for small
k — Ko [1]. This non-analytical behavior in k of the Bloch functions, as we shall see,
leads to severe problems in the calculation of Stark matrix elements.
For that reason, one should use the LK basis states, Eq. (8.43), which are entire
functions of k [6]:
Xnk(0) = XY, (1) = CHOTY, (), (10.10)
where
Up(1) = ity (1), (10.11)
and k) is some fixed point in k space. The LK basis states x,k(r) are entire functions

in k as the k dependence is through the entire function exp(ik - r) only.
The periodicity of U,(r) implies it can be written as a Fourier series:

Un(®) = ) Uppe™™, (10.12)

1 .
Ui = — f d&*r U, (r)e Knr, (10.13)
2 Ja

where K,, is a reciprocal lattice vector. The set {U,} is orthogonal and complete
with respect to cell-periodic functions, hence [153]:

1
ol /Q ErU (U, (r) = ; U Ui = Sy (10.14)
1
EZUn(r)U;f(r’) =1) 8r—r —R), (10.15)
n R

where R is a Bravais lattice vector and [ is the 2 x 2 identity matrix.
We will write the LK basis functions in Dirac notation:

Ko™ = (sT|nk), (10.16)

where s is a spin index and |sr) an eigenket of spin and position. Additional prop-
erties of the LK basis states can be found in Sect. 8.3.

From the definition of the LK basis states [Eq. (10.10)], we can write down an
expression for the coordinate matrix elements as follows:

(nk|r|n'K’) = iVi(nk|n'K). (10.17)
Further, using Eq. (8.46) yields:

(nk|r|n'K) = iZ B Vis(k — K +K,). (10.18)
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An expression of integrals involving the product of a general function A(r) and
a cell-periodic function B(r) is useful for the further analysis. We have

— ik-r
A = s [akadoe (10.19)
_ 3 —ik-r
Ak) = @y / dr A(rje™", (10.20)
B(r) = Z B, %, (10.21)
— i 3 —iK,r
B,, = 5 fgd r B(r)e . (10.22)

Combining these expressions allows us to write a modified form of Parseval’s
theorem:

/d3r AmBr) =) /d3r A@)B, ™" = Q2r)y? Y " A_,B,. (1023)

m

10.3.2 Matrix Elements of the Coordinate Operator

We seek to determine an expression for the coordinate matrix element evaluated
between Bloch states to emphasize the problem in using a basis set of Bloch states in
computing the Stark effect multiband problem. First, notice that Parseval’s theorem
[Eq. (10.23)], the orthogonality relation [Eq. (2.4)], and the periodicity condition:
wn,k(r) = 1/fn,kJrG(r) lead to:

/ Ery) OV = Z (k=K +G) b (10.24)
2

G
Taking the gradient with respect to Kk of this equation gives [134]

/ d3r w;,k(r)rwn’,k’ = E [IVk(s (k -K + G) Snn’ + Enn’(k)g (k -K + G)]7
2
¢ (10.25)

where
() = = / &1 ) (0)[ Vit ()] (10.26)
2 Ja

Evidently, matrix elements of the coordinate operator are ill-defined as Viu,k(r) is
singular at a point of degeneracy [1, 152] (refer to the discussion above). Hence,
we have demonstrated the problem in using a basis set of Bloch states to solve the
multiband Stark effect problem. The solution to the Stark problem is, as mentioned
above, to define matrix elements in terms of a basis set of entire functions such as
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the LK basis set. In the following section, we shall elaborate further on this and
derive a Hamiltonian convenient for obtaining the electronic band structure of the
upper valence-band states and the lower conduction-band states (possibly including
the p conduction states). This Hamiltonian includes effects to terms of order k>,
k&, and £? in an appropriately chosen quasi-degenerate set of eigenstates using
two subsequent unitary transformations of the LK basis states. This combination
of unitary transformations leads to a Hamiltonian which does not contain, in the
non-relativistic approximation, dipole-like terms.

10.3.3 Multiband Hamiltonian

Consider the case where the potential V' in the Pauli equation is composed of the
crystal potential and the Stark term:

Ur)=e€-r. (10.27)
Hence, the Pauli equation reads
H = Hy+ U(r) + 8 (p x 0), (10.28)
with Hj as given by Eq. (2.5).

Employing Egs. (2.1), (2.2), (2.3), (2.4), (2.5), (2.6) we obtain

2

2
(nk|H|n'K) = [(En(k(» + Z—) S + k- n,mf(ko)] 8k — ko), (10.29)
mo

mo
(nk|U|n'K) = ie€ - Z B"'Vid(k — K +K,,), (10.30)
(nKIW|n'K) = —=[€ - (p X 0)uw + (€ X TK) - 0,18k —Ko),  (10.31)

422

where the matrix elements (p X ¢),,y and o, are evaluated at Ky in analogy with
Eqgs. (10.7), (10.8), (10.9).

In the following, we shall restrict our analysis to effects far away from the zone
boundary and neglect terms in the crystal potential involving reciprocal lattice vec-
tors K, # 0. Hence, all matrix elements of operators O appearing in the subsequent
analysis can be written as

(nk|On'K) = (n|OIn') § (k — K), (10.32)

where (n|O|n’) is a k-dependent expression [refer to Egs. (10.29), (10.30), (10.31)].
Next, we split up the contribution from H in three terms:

H=H"+H?+ HC, (10.33)
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where
h2k2
(nlH ") = (En(ko) + —) St (10.34)
mo
(n|HE|n') = Zk 7 (= A, (10.35)
(n|H ') = Zk Tt A, (10.36)

where 7r,m, is the i’th component of 7, (i = 1,2, 3 equivalent to x, y, z compo-

nents, respectively). Here, A, is the function

Ann’ =1, if E,~Ey,
Ay =0, otherwise. (10.37)

Similarly, we split contributions from W in two terms, W = WAL WE, and retaining
only the K,,, = 0 term in the U matrix elements [Eq. (10.30)] as just argued:

(n|Un") = ie& - 8w Vi, (10.38)
WA ! = 5 nn’» 1039
(nIWhin) 4m(2) (P X 0 ) ( )
B ./ ehz
(n|W®n') = W(E X K) - 0. (10.40)

With these results, we are equipped to solve the multiband problem. First, we
wish to decouple the quasi-degenerate set, we are solving for, from all other states
to a certain specified order in k and £ so as to effectively reduce the Hamiltonian
problem to block-diagonal form. We will make use of the technique of canonical
transformation again.

Let us therefore recast our problem in a new set of states |nk) related to the old
set |[nk) by a unitary matrix exp(S):

Ink) = e¥|nk), (10.41)

The original Hamiltonian in the new basis set relates to the new Hamiltonian in the
old states as follows [6]:

(W'K'|H|nk) = (n'K'|H|nk), (10.42)
H_e*SHe —H+[H S]
+5[[H, S1, S1+ 5[[[1&1, S1,S1,ST+.... (10.43)
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The link between the two Hamiltonians becomes

H=H"+H'+H +U+W"+W?+[H" S|+ [H" S]+[HC.S]

10, S14 o [[H7, 5], 8]+ 5, [[H”, 51, 8]+ 5; [, 5], 5]

21
1 1
+5; U, 81 81+ o [[[H". 5] 5]. S]. (10.44)

which includes all terms of order k3, k&, and £2 except those stemming from [W4 4
WV, S]. To obtain a block-diagonal form we seek to eliminate the coupling H? by
choosing appropriately S. This is achieved if

H® + [HA, S] =0, (10.45)
giving [6]

3 3
FLk 7T . i
I’l|S|l’l = E mo(E, an )( — Apy) = —i E kiénn/(l — Auw), (10.46)
i=1

i=1

with &, as defined in Eq. (10.26). In obtaining the last equality, we have used the
commutator relation

=2 r, Hl =p+ 4m (e x VV). (10.47)
to write
ih T
i = ————. (10.48)
mo E, — Ey
With this choice of S the Hamiltonian H reads
1
H=H'+H +U+ W'+ W’ + E[HB S]

1 1
+[U, S]+§[[HB,S] S+ [[ . 5], S]+§[[U, S1, S1,(10.49)

\S) |

discarding the term [H €, S] appearing in Eq. (10.44) because its contributions are
all off-diagonal of order k2.

Let us next write down expressions for the remaining matrix elements. Using
Eqgs. (10.34), (10.35), (10.36) and (10.46), (10.47), (10.48), we find
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| =

(nllHE, S1n') = > %X/:ni 7l b1 (10.50)
’ = 2m2 o noan n — Ea En/ - Ea ' .

h
(nIIH®, S), SWn') = = D 7 kikks

W | =

X Z (nnaé ﬁs 25:1(1 aﬂgﬁn + érlwt'i:ocﬂr[/%l) (1051)
o.p

(n|[U, S]|}’l/) =ef- Enn’(l — Apwr), (1052)

/

Rl o7l

. 3
(nll[U, S1, S1in") Z Z T ’;‘(*E“"_ ) (10.53)

N =

It is important to observe that the dipole-like matrix elements: (n|[U, S]|n’) vanish
between quasi-degenerate states due to the presence of the term: 1 — A,,,». Thus, the
problem with singularities in the energy denominator expression of &, is removed
by formulating the Hamiltonian problem in the LK transformed basis states: |nk)
which are entire functions of k.

Performing yet another transformation to eliminate the dipole term [U, S] in
Eq. (10.52), which is linear in £ and generated by the first transformation, is next
done. The necessary unitary transformation: e® superimposed the first unitary trans-
formation e® implies that the Hamiltonian problem is solved using a basis set |ﬁl\()
connected to the original basis set by

Ink) = efe’|nk), (10.54)
with an associated Hamiltonian H given as
H = e ReSHeSek, (10.55)

The operator R is chosen such that

[U.S1+ [H*, R] =0, (10.56)
yielding
> ieh&m!
(n|RIn") Zm E (= Am). (10.57)

Then, we obtain
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—~ 1
H:HA+HC+U+WA+WB+E[HB,S]

[[HE, 5], S]+ % [[HC, 5], s]+ %[[U, SI,Rl,  (10.58)

W =

+

where the relation [U, R] = 0 has been used and the (generated) matrix ele-
ment [H¢, R] neglected since this term contributes off-block-diagonally only to
the order k€. The remaining matrix element, that we keep, generated by this last
transformation is

| =

(nIIU. S1. RIl) Z - Z > E, _hEﬁ?ZZ"’— Ey)

j=1 i,j=1 «

1 1
. 10.59
X<En_Ea+En’_Eu¢) ( )

In conclusion, we have in Eq. (10.58) obtained a LK-like Hamiltonian for degener-
ate bands valid to order k3, k&, and £2. We anticipate that linear-in-€ terms being
independent of k are still present in this Hamiltonian due to the small relativistic
term W4 [refer to Eq. (10.39)]. This term W* is similar to a dipole term since
(p x 0),, transforms as the vector &,,, under time-reversal symmetry and point-
group operations. The third-order in & term: %[[H €, 8], S] is zero in the absence
of spin-orbit interaction and exists only in the absence of inversion symmetry [104]
(the term is proportional to P’ in the 14-band model of Cardona and Pollak [5]).

10.3.4 Explicit Form of Hamiltonian Matrix Contributions

Above, a general form was derived for the Hamiltonian of a set of quasi-degenerate
states accounting for Stark effects. We shall now give explicit expressions of the
matrix elements in the framework of Cardona, Christensen, and Fasol’s three-
band model [104]. First, we give the Dresselhaus, Kip, and Kittel version of the
Hamiltonian Hpgx in the Iy states (X, Y, Z) due to the k - p interaction [2] and
parameters within the three-band model:

Lk; 4+ M (k} + k2) Nk, ky Nk, k,
Hpxk (k) = Nk.k, Lk + M (k} +k2) Nkyk,
Nk, k, Nkyk, LK? 4+ M (k] + k3)
0 iG (k2 —k2) k. iG (k — Kk2) ky
+ | iG (k3 — k) k. 0 iG (k2 —k2) ke |, (10.60)

iG (k2 —k2) k;  iG (k2 — k2) ky 0



254 10 Electric Field

where
B P?
~ 2mo  Eo
h2 2
= — — Q—,, (10.61)
211’[() EO
P2 2
Ey E;
_ PP'Q
- T EWE)’

and matrix elements P Q and energy gaps Eo, E| have their usual meaning.

The contribution 1 s[H”, B S] to the total Hamlltoman H is the first matrix appear-
ing in Eq. (10.60) whlle in the three-band model, the contribution 4 [[H B S1, S]is
the second matrix appearing in Eq. (10.60).

In the three-band model, the term %[[U , §1, S] takes the following form:

0 in (Ecky — k&) in(Eck, — keE2)
in (Eykx — kyEy) 0 in (Eyk, — k&) |, (10.62)
in &k, — k,E,) in (Szky — kZEy) 0
where
P2 Q2
= — — — . 10.63
"= (E2 E(;Z) (10.63)

Finally, it is found that the term 5 [[U S1, R] in the three-band model reads
AT+ (EF+E2) vEEy vEE,
vEE, A+ (834 E2) vEE, , (10.64)
vELE, vEE, )»512 +u (5)? + 5y2)

where

2 2
v =—¢e (P— + Q—) (10.65)
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This completes the Hamiltonian derivation in the three-band model. We note, as a
final comment, that the form of the matrices above is in agreement with the method
of invariants for zincblende. In particular, we observe that the form of the matrix
%[[U , S1, R] in the electric-field-squared components is the same as the form of the
first matrix in Eq. (10.60) in the wave-vector-squared components. Since both k and
£ transform as vectors this is indeed consistent with the method of invariants.

10.4 Summary

The addition of an external static electric field to the k- p Hamiltonian is problematic
and still under dispute. The most recent model of Foreman was discussed in detail.
A static electric field is also responsible for a number of interesting effects such
as Wannier-Stark localization [154], Stark effect [155], Fano resonance [156], and
Pockels effect [135, 136, 151].



Chapter 11
Excitons

11.1 Overview

An exciton, in its simplest form, is a composite particle of an electron and a hole
in a semiconductor. They are typically formed by optical excitation. Since they
are observed as a modification of the single-particle optical spectrum primarily via
the formation of discrete features, their properties are relevant to a band-structure
discussion. In effect, the problem statement we are interested in is how is the
single-particle band structure modified in the presence of the many-body interac-
tions (Coulomb and exchange).

An exciton has many degrees of freedom due to its translational motion (char-
acterized by a wave vector), the relative motion between the electron and the hole
(atomic-like quantum numbers), and internal spin degrees of freedom (due to the
spin and orbital degrees of freedom of the particles). One will find that, in the
simplest case of excitons formed from nondegenerate (except for spin) parabolic
band states, there is an exact solution equivalent to a hydrogen-like problem. How-
ever, when the valence band is degenerate, as for cubic semiconductors, the above
degrees of freedom are mixed, including the translational and relative motions, and
there is no exact solution; a perturbative approach is then conventional. One can
also introduce external perturbations such as electric, magnetic and strain fields in
order to remove any degeneracy in the level structure as that would allow a clearer
experimental analysis of the states. Theoretically, this can be viewed as a symmetry-
breaking mechanism inducing further level mixing and splitting. Thus, we will also
describe the development of an effective exciton Hamiltonian in the presence of
external fields.

The first observation of excitons in semiconductors were both direct and indirect
excitons in Si and Ge by MacFarlane and coworkers in 1957 [157]. However,
the theory goes back farther. Excitons in simple band structures were studied
within the effective-mass picture by Wannier in 1937 [131] (excitons confined
to atomic sites, so-called Frenkel excitons, will not be discussed in this book,
nor will more complicated composite particles such as biexcitons, ...). The the-
ory of direct excitons in degenerate bands was first done by G. Dresselhaus in
1956 [158], in which he showed the similarity to the impurity problem. Baldereschi

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 257
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and Lipari proposed perturbative solutions for the ground and excited states [159].
The effect of strain on excitons has also been investigated [106, 160]. Altarelli
and Lipari [161, 162] extended the Baldereschi and Lipari work with the inclu-
sion of a magnetic field along the (001) direction. Cho et al. [163] considered the
problem starting from the method of invariants in order to account for arbitrary
magnetic fields and then compared to the perturbative solution; they also added the
exchange interaction. Cho [82] subsequently generalized the above formalism to
include various symmetry-breaking perturbations and for wurtzite semiconductors.
Dresselhaus [158], Kane [88] and Altarelli and Lipari [164] studied the problem of
exciton dispersion.

11.2 Excitonic Hamiltonian

The first step in a theory of exciton is to derive the Schrodinger equation satisfied by
the excitonic wave function. The proper approach is to start with the many-electron
Schrodinger equation and consider a state with one electron and one hole. We out-
line here the treatment given by Haken [165]. The Hamiltonian in second-quantized
notation is (neglecting electron—electron and hole-hole interactions and the ground-
state energy)

H = H, + H, + H,p, (11.1)
H, =Y E.(Kala. (11.2)
k
Hy ==Y E,(K)d}dj, (11.3)
k

J 4 kiks  kok: kik; | kok:
Ho=- Y af agdld, [W( ¢V Ve ) - w( Ve Ve )} (11.4)
k.. .ky

where a' (d') creates an electron (a hole) from the vacuum state V) (completely
filled valence bands and empty conduction bands), E¢(v)(k) are the band energies,
and W is the Coulomb matrix element,

2

Kk koks e
W( nm | mn ) = /d3rd3r’ vt ) —mMmM—
| Vo, OV, ( )47T8|l'— ]

wmkz (r,)Wnkg (l'), (1 15)

and v,k is a Bloch function. Using Eq. (11.1) with a state of one electron and one
hole,

= cuaydp|V). (11.6)
ki k>

then one obtains
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kiks  kk kik;  kk
[Ec(k) — Eu(ko)lciie — [W( cv e ) - W( ve | ve )] Cho ks
kj,,k4
= ECk],k2 . (117)

One can now show that the coefficient is the exciton envelope function. This is
typically done by neglecting the exchange interaction and considering only Bloch
waves near k = 0 (the usual effective-mass excitons) [165]. Then

1 .
YL = ) e (11.8)
ki .k,

satisfies the two-particle Schrodinger equation

2

[Ec(—iVO — Ey(=iV2) — } Y(ry, ) = Ey(;,ry).  (11.9)

dre|r; — 1|

The above result can be expressed for the multiband problem. A discussion in
terms of the Luttinger Hamiltonian was also carried out by Dimmock [166] and
Cho et al. [163]. This is achieved by realizing that, within the effective-mass model,
E.(—1V)) [E,(—1V,)] corresponds to the conduction-band (valence-band) Hamil-
tonian Hf, (k.) [H J’.’, j(—kh)]. The subtlety concerns the hole Hamiltonian: the band
states are transposed and the wave vector changes sign compared to the valence-
band picture. This can be seen by noting that a hole state is the time-reversed state
of an electron state [1, 163, 166]:

Yl =Kyt =y, (11.10)

where /C is defined in Eq. (3.52). Thus, the appropriate exciton envelope equation,
in the presence of a magnetic field, is [163]

2
Z |:8jj’H,‘Ci'(pe + eA) - Sii/HjU'j(_ph + €A) - 5,‘,‘/8
o
= EB;j(r,, 1p). (11.11)

1|Ei’j’(re7 r;)

" 4mer, — 1y

In Eq. (11.11), the basis matrices J for the valence-band Hamiltonian has its sign
reversed compared to the multiband & - p Hamiltonian.

11.3 One-Band Model of Excitons

Let us first consider an idealized exciton where the electron and the hole are treated
using one-band model descriptions (later, we shall take into account multiband & - p
effects for the exciton system). Since the average distance between the electron and
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the hole forming the exciton is at least an order of magnitude larger than the lattice
constant (this will be shown below), the Coulomb interaction is described using the
static permittivity ¢ of the bulk semiconductor and we may write for the two-particle
effective-mass Hamiltonian,

2 2 2
Pe Ph € _
+ o = | ¥ (r., 1) = EY(r,, Tp), (11.12)
2m, 2my 4dmelr, — 1|

|:E() +

where r,, Yy, pe, Pn, Mo, My, E, Eg, and ¥ (r,, 1) are the electron coordinate,
hole coordinate, electron momentum, hole momentum, electron effective mass, hole
effective mass, exciton energy, energy gap, and the exciton wave function, respec-
tively. Note that this idealized model comes about simply by adding the Coulomb
interaction to the sum of the one-band Hamiltonians of the one-particle electrons
and holes.

The Coulomb term is the only term combining electron and hole coordinates and
since this term is relative in the particle coordinates, it is convenient to introduce the
coordinates

r=r,—ry, (11.13)
R = w (11.14)
me~|—mh

where R is the center-of-mass coordinate and r is the relative coordinate. Further,
writing

0
P=—-ih—,
oR
.0
p = —iho, (11.15)
or
memp
= me + mp ’
Eq. (11.12) can be recast as
P? p? &2
2me +my) | 2u ,R) = (E — E))yy(r,R).  (11.16
[2(me + my) + 21 47T6ri| Y(r,R) = ( v, R).  ( )

Since the Hamiltonian does not depend on R, P is a good quantum number and
solutions can be found in the form

¥ (r,R) = e®Rp(r). (11.17)

Equation (11.16) now reads
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r__Z _[g_g - _FE 11.18
(ﬂ_zmer)‘p(r)_[ B °_2<me+mh>]¢(r)' (L

The latter equation is the same as the donor impurity problem except that the
reduced mass u replaces the electron mass m,. Evidently, bound two-particle sys-
tems (excitons) correspond to the case where E — Ey — h2K?/(2(m, + my,)) is neg-
ative. The latter problem is well-known in quantum mechanics and the ground-state
wave function is known to be the 1.§ hydrogenic wave function:

H(r) = exp(—a’;x (11.19)

where a®* is the exciton Bohr radius,

4 eh?

o = T2 (11.20)

e

The binding energy is the exciton Rydberg energy:
4
€X Me
= — 11.21

2(4me)*h? ( )

The value of the Bohr radius is larger than the corresponding one for the donor
impurity problem since the reduced mass p is smaller than the electron effective
mass m,. For the same reason, the exciton binding energy is smaller as compared to
the electron-donor binding energy. In bulk semiconductors, the Bohr radius and the
Rydberg energy are typically several hundreds Angstrém and a few meV, respec-
tively (for bulk InAs, the values are 370 A and 1.3 meV, respectively).

11.4 Multiband Theory of Excitons

In realistic semiconductors, band-mixing effects must be accounted for. We will be
discussing the cases of excitons formed from s and p states in cubic and hexagonal
crystals.

11.4.1 Formalism

Consider first the diamond case. The contributions from the electron kinetic energy
and the Coulomb interaction between electron and holes are included by adding a
diagonal matrix to the LK 6 x 6 effective-mass matrix problem [158] in the valence-
band hole states — following Baldereschi and Lipari [159]:
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e

2 2
H..(p) = HX Eo+ 2 — 1, 11.22
) ox6(P) + |: ot 2m, 47tsri| ( )

where 1 denotes the 6 x 6 unit matrix. This Hamiltonian is defined in relative coor-
dinates r, p neglecting the contribution from the exciton center-of-mass motion.
The full 6 x 6 exciton Hamiltonian is next recast as

Hex(p) = Hs + Hd, (1123)
where

POOO 0 0

OPOO 0 0

00PO 0 0

H, = 000P 0 0 , (11.24)

0000P+A 0

0000 0 P+ Ay
and

0 L M 0 i/V2L —iv2M
L* 0 0 M —iv20 i\/gL
M* 0 -0 -L —i\/gL* —iv20

H;, = . (11.25
a 0 M*  —L*  Q —iv2M* —iJ2L* (11.25)
iALE iv20 i\/gL W2M 0 0
iv2M* —i\@L* iv20 iv2L* 0 0
The coefficients appearing in the two matrices read
2 2
=r __° (11.26)
2ug  Amer
2 2 2
X +p,—2
P B (11.27)
2p
L= P iPIPe (11.28)
20
Pi— Py pp
M =322 Y 2y (11.29)
2u 2un
where the masses are
1 1
S A (11.30)
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1

—_r (11.31)
M1 mo

1

— =23 (11.32)
o my

This splitting of the full Hamiltonian is convenient as it renders a perturbation analy-
sis possible. Since the electron effective mass is much smaller than the free-electron
mass and the Luttinger parameters y; usually are considerably smaller than m/m,,
it is meaningful to consider H; a perturbation to H;. In actual fact, the solutions
to the unperturbed problem are hydrogen-like functions corresponding to a reduced
mass 4o moving in a central Coulomb potential characterized by a permittivity €.
The solutions can be classified as

|nim, i) = |nlm)|i), (11.33)
for the discrete solutions (bound solutions), and
lklm, i) = |klm)|i), (11.34)

for continuous solutions (unbound solutions). The parameters n, [, m denote the
(atomic-like) main quantum number, the orbital angular quantum, and the magnetic
quantum number, respectively, and k is a continuous parameter characterizing the
unbound solutions. The state |i) is a 6-spinor of the form:

i1
3i2
o | dis
li) = s | (11.35)
dis
di6

where §;; is the Kronecker delta function. The corresponding energies in units of
the Rydberg energy R{* [which differs from R® in Eq. (11.21) by replacing u by
o] are

1
E,i=—-—— i=1,2,34, (11.36)

n?’
1
E,j=A—-—=, i=5,6, (11.37)
n

with A = A/ RG*. The energies for the unbound states are
Epi =k, i=1,234, (11.38)

Ei=A+k> i=5,6. (11.39)
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Now consider the lowest exciton states of S nature, namely 1S and 2§ for the
main series (i = 1,2,3,4) and the split-off series i = 5, 6. Both states (1S and
2S) do not couple to other unperturbed degenerate states in first-order perturbation
theory (with H; the perturbation), as H; matrix entries have d symmetry while
unperturbed degenerate states of 1§ and 2§ are s and s, p-like, respectively. Thus,
it suffices to use second-order non-degenerate perturbation theory so as to find the
energy shifts due the H,

6 .
Im,i|H,|100, 1)|? kl H,(100, 1
AEd(m:Z(Z [(nlm, i|Hy 100, 1)| +/ o Mktm. i Hy 100, 1)] )
0

i=1 \nlm —1—Ey; —1—E;
6 . .
nlm, i|Hgl200, 1) [ [(kIm, i| Hg200, 1)
AEd(zs)ZZ ZI( 1| al ) +/ dkl( 1| al )| ’
i=1 \nlm —7— Eni 0 N
(11.40)

for the main series, while for the split-off series,

4 .
|(nlm, i| Hg| 100, 5) 2 / \(klm., i|Hy|100, 5)[2
AE(1S) = — + | dk ,
a(19) Z(Z A—1-E,, 0 A—1—E,

i=1 \n,l,m
4 .
~ \nlm, i|Hy|200, 5) 2 k. Hal200, 5)2
AEZJO(ZS):Z(Z — ; +/ dk .
i=1 \n,I,m A— 1 En,i 0 A — Z _ Ek,i
(11.41)

Note that the sum for the split-off series extends to 4 only as there are no couplings

in H; between states 5 and 6. Further, the summations over n, [, m, i in Eqs. (11.4.1)
and (11.4.1) encompass states with different energy as compared to the initial state.
The integral and summation expressions obtained can be written as

4 _
AE4(1S) = —g‘p(Mo, 1, 12) [$100) + S1(A)],

1 _
AE(2S) = —E‘P(Mo, 1, 12) [$200) + $2(A)]

! B (11.42)
AEP(1S) = =< @ (o, ju, ) [Ti(D)],

. 1 _
AEY(2S) = —595(#0, i, w2) [Ti(A)],

2 2
s w
cb(uo,m,m):s(—(’) +(—°) ,
1231 2%

Si(x) = i Ll +/w—|l"|2 dk
! X+ 1—1/(n?) X+ 1+e2

where
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Sz(x)=iL+/dek, (1143)
n=3x+i—1/(n2) 0 x+14k2

Ti(x) = Si(—x),
Tr(x) = Sr(—x).

The functions [, and J,, are integral expressions:

I, = / dr Ryo(r) (r + r2) e ",
0

J foodR() i LY
= rRyo(r)|\r+—=r"——-r’)e 2,
0 : 20 8

where R, are the normalized hydrogen-like radial functions given in Landau and
Lifshitz [167]. Analogous expressions define I; and J; (with k replacing n in the
subscripts to the radial functions).

We give the details for obtaining the expression for A E;(1S). Equation (11.4.1)
can, by use of Eq. (11.25), be written as

[SIN

. |(nlm|Q|100)|? > |(klm|Q[100)?
AEd(lS)_Y%W—i—/O dk

(nlm|L"100 © (kIm|L"1100)|2
Z nm|2| )2 +/ dkl( mlzl )
=1 /(n?) — 1 0 k21
|(nlm|M |1oo>|2/ dk|<kzm|M*|1oo>|2

/a2 -1 J, k21

Z l(nlm| — i/(v/2)L" |100 +/ dk|(klm| i/(v/2)L"100) 2
o 1/(n?) —1— 0 —k2—1-A

V2M |1 o iv/2M " 100))2
Z [(nlm|i | 00)|? / dk [(klm|i [100)] (1144
wlom 0

1/n?)—1—A —k2—1-A4A

where the bars over Q, L, M denote their values in exciton Rydberg units. Further,
inserting in Eq. (11.44) the relations

2 4 Ho 1 —r 0
100) = ——— 14+ - Y,
Q1100 V5 [( +V)e :| ?

22 1
7]100) = —1%% [(1 + ;) e—’} Yy, (11.45)
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where Y;" are the spherical harmonics [167], performing the summation over [, m,
and using the orthogonal relations in the spherical harmonics leads to

1/(n?) 14 k2

+§: |1 ~|—]oodk Il dk (11.46)
A+1—-1/n> Jo A+1+k2 ' ’

n=3

4 =L © L2
AEA(18) = =@ (o, 1, 1) | 37— 0+ [ dk
n=3 o 0

11.4.2 Results and Discussions

With the above analytical results for the energy changes due to H,;, one can compute
the exciton binding energies. In Table 11.1, we give the parameter values used in the
calculations.

In Table 11.2, the various binding energies along with the individual contribu-
tions to the 1§ binding energy for the I'y (main) series computed by Baldereschi
and Lipari [159] are given. Note that there is good agreement between theory and
experiment for GaAs, InAs, GaSb, and InSb but not so for GaP (probably due to
uncertainties in some of the parameters used in the calculation). Further, observe
that the binding energies are small for all material systems (less than 10 meV). It is
also evident that the H; contribution is significantly larger than the H; contribution
hence ascerting the rationale in treating the latter as a perturbation.

In Fig. 11.1, a plot of the exciton 1S and 2§ binding energies is shown as a
function of the spin-orbit splitting A for an ideal semiconductor with D (o, (1, 12)
=0.5.

Table 11.1 Material parameters. Adapted with permission from [159]. The vacuum permittivity
is 9. ©1971 by the American Physical Society

/& me/my Ko/ Mo w1/ mo Mo/ mg Ey (eV) Ag (eV)
GaAs 12.5 0.066 0.048 0.823 0.148 1.52 0.34
InAs 11.8 0.024 0.018 0.157 0.042 0.41 0.38
GaSb 15.2 0.047 0.035 0.444 0.100 0.81 0.80
InSb 16.8 0.015 0.012 0.117 0.032 0.24 0.81

GaP 11.1 0.13 0.075 —18.182 0.271 2.74 0.09
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Table 11.2 Exciton binding energies computed using the Hamiltonian in Eq. (11.22). The param-
eters E,, Efft, Einer E(18), E"(18), Eex(2S), and Ecx (1) denote the contribution from H
(Iy), the intraband series contribution from H; (Ig), the interband series contribution from Hy
(I3), the total theoretical exciton binding energy for the 1S state (1), the total exciton binding
energy for the 1§ state (experimental), the total exciton binding energy for the 2§ state (theory),
and the total exciton binding energy for the 1§ split-off series, respectively. All energies are in
meV. Adapted with permission from [159]. ©1971 by the American Physical Society

E; Ej™ Ep Ee(1S) E&’(1S) E(25) Eexs0(15)
GaAs 4.16 0.10 0.00 4.26 4.4 1.08 4.14
InAs 1.74 0.09 0.00 1.83 - 0.47 1.74
GaSb 2.05 0.06 0.00 2.11 - 0.54 2.05
InSb 0.56 0.02 0.00 0.58 ~ 0.4 0.15 0.56
GaP 8.30 0.11 0.03 8.44 3.5 2.13 8.23

12} .. L SR L SRR NEE T

08l ... Ll Ll SRR SRR SRR
06 il
04l il

0.2 i

Oiiiii;' L
o 1 2 3 4 5 6 7 8 9 10

Fig. 11.1 Exciton 1S and 2§ binding energies (in units of effective Rydberg) as a function of
the spin-orbit splitting A for an ideal semiconductor with @ (pg, i1, n2) = 0.5. Adapted with
permission from [159]. ©1971 by the American Physical Society

11.4.3 Zincblende

For T,, one can simply add a linear-in-p Hamiltonian to the O, one and, if still
expected to be a small contribution, then treat it perturbatively as well. For the
ground state of the main series, Baldereschi and Lipari [159] argues that the spin-
split-off band can be dropped and they only considered a 4 x 4 perturbation:

0 U -V J3U*
U* 0 —V3U V
H,(p) = “v —3ur o | (11.47)

VU Vv U* 0

where
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3 0 0
_V3uo (0 i), (11.48)
2 pu3 \0x ay
0
v =i/3ke % (11.49)
M3 0z
and there is now a new inversion-asymmetry parameter
31

2 af* c’

and Cy is the Dresselhaus spin-splitting parameter. Due to the paucity of data at the
time, they were only able to consider the effect of H), for InSb, for which they found
w3 = 0.872my, E;, = 0.7meV, and AE,(1S) = 0.0005 meV. Thus, this correction
term is likely not to be important for most materials.

11.5 Magnetoexciton

While the problem of an exciton, by itself, is an interesting one in its own right,
experiments are often carried out in the presence of a magnetic field (for example,
magnetophotoluminescence). As already mentioned, the magnetic field acts as a
perturbation that breaks the original degeneracies of the exciton and introduces fine
structures. These, in turn, help one analyze the parameters of the model. Given its
importance, we will, therefore, provide an overview of the magnetoexciton theory.

The extension of the Baldereschi and Lipari work to include a magnetic field was
done by Altarelli and Lipari [161, 162] and subsequently extended by Cho et al. [163].
We discuss the latter work for the zincblende case.

Cho et al. [163] used both the method of invariants and perturbation theory to
write down the excitonic Hamiltonian to second order in the magnetic field (in order
to account for the diamagnetic shift). We follow Cho et al. in combining Tables 5.11
and 5.12 in the absence of strain and for the exciton wave vector K = 0, and rewrit-
ing as Table 11.3. One can now build a number of invariants from the quantities in
Table 11.3. Since a number of them do not contribute to their perturbative expres-
sion, Cho et al. proposed the following effective exciton Hamiltonian:

Table 11.3 Symmetrized quantities for the zincblende exciton [163]
Fl 1"2 F12 FZS FIS

o 1 (O'X,O'y,OZ)
J U LLL AT (J2TD e dy J) (Ve Vy, Vo)
(3, 03,00 (U, U, U)

B B’ (B, B}) (B:,By,B.) (B,B.,B.B,, BB,
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H=E,+AJ o+ Zz(axlj +0y13 +O'ZJZ3) +3g.upo B
—2up [RY-B+G(B.J] + B,J] + B.J))] (11.51)

eag' 21 2 2
+ 2 ,LT [CIB +c(J-B) +c3(ByBy{J.J,}B,B.{J,J.} + Bsz{Jsz})] .
0

This model, therefore, contains 9 parameters: Ej,, A, As, g.,K,q,c1,ca, c3. Note
that these parameters are not (necessarily) the corresponding Luttinger parameters;
this will be established by comparing to the perturbative expression.

In the effective-mass approach based upon Eq. (11.11), the model used by
Cho et al. has

R2k?
2m,

H© — + g.upo - B, (11.52)

(v) h 5 k* 272 22 272
HY = o (7 +§y2)?—y2 (k32 + k3 +k2T2)

=2y ({keky M Iy} + {hyk Ty I} + (hok HTL L)) (11.53)
e e
—K (ByJs + ByJy + B.J;) — +d (BiJ} + ByJ + B.J2) }

+K (ke ((J] = T2} +cp.),
Heen = Ao + A1) -0 + Ay(0,T] + 0y 0] +0.T2). (11.54)
Using Eqgs. (11.13) and (11.14), then

2

H=HPp+eA+ %hK) — HY(—p+eA+ %EK) - 4 Hewn. (11.55)

dmer

For K = 0 excitonic states and in analogy to previous work, one can now write

H=H+H, (11.56)
2 2
p e
=L s 11.57
‘ 2ug  4mer ” ( )
H/ = Hd+Hl+Hq+Hk1 +Hk2+Hexch7 (1158)
5
H =1 [fpz — (PIIE+ Py + piff)]
my 4 -
2
—% ({keky e Iy} + {kyk . Iy )+ (kT 0L )) (11.59)
0
eB[(1 (n+3in) eB .
Hy = — ( - ——2—|[EOp. =) +ep ]+ —n[@z —Ey)p I +cp]
me mo mo
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eB — — _
o s ([cGeps — ypy) — Ezps + Tizpy | ey} + c.p.) (11.60)
+up [—26) - B —2qBEJ; +7J) +J))+ g0 - B], (11.61)
B\’ 1 5 _ _
Hy = (%) { (2— + 7&) (@2 = Ty) + cp.] — 2=[(z — CyP U +ep.]
wo 4 mg mo
2 _ _
—ml:[(ﬁz— ¢y¢x —éz){J.ny}+c.p~]=, (11.62)
Hy = —K/[pA(J] — J)) ]} +cp.l. (11.63)
B _
Hiy = K12 = N} = I} +epl, (11.64)
where
A 1(B )
= = Xr
2 9
B = B(,7,¢)

Comparing the Hamiltonian from the two methods allows one to relate the two
parameter sets. Cho et al. [163] found:

E, = —R{ 4+ Ao — by — by,
Z] = A17 ZZ = A27

5 ’ I ’ 1 !
Cl=1—v—15,62=5,C3=23 ——1])4+20, (11.65)
T
32 ex g\ 2
dz_&y;M,h&,f:ﬂG(%) ,
5 my’” V3 Ho h
16 (poy2\’ s
— 2 +3/t)(BN + W),
15 my

h
M =0.281,G =0.375, N = 0.469, W = 0.719, F = 0.884.

, , moay K, :
§ = (14 16W/15) 02 /mo, o' = 2F ,

11.6 Summary

We have shown how a many-electron problem can be converted into an effective-
mass theory for excitons. The translational motion of the exciton is then factored out
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and models for the internal motion presented. The spherical, nondegenerate band
problem reduces to a hydrogen-like problem. The cubic, degenerate band prob-
lem can be formulated either using an effective Hamiltonian or via the effective-
mass equations. In the hole formulation, the latter are not exactly the same as the
band Hamiltonian. The Hamiltonian can be separated into a spherical and a cubic
anisotropic part and the latter is usually treated using perturbation theory. One can
similarly treat the problem of excitons in the presence of magnetic fields. A brief
review of the theory for magnetoexcitons in zincblende semiconductors was pre-
sented. The wurtzite problem was also studied by Cho and coworkwers, and by
Blattner et al. [168] who used it to analyze excitons and polaritons in CdS and ZnO
up to 20 T. An application of the theory to wurtzite quantum dots was carried out by
Bardoux et al. [169].



Chapter 12
Heterostructures: Basic Formalism

12.1 Overview
The starting point of any theory of electronic states in semiconductor nanostructures

is to explain the origin of the discrete energy states, such as is evident in an optical
spectrum or in the tunneling current through a resonant-tunneling device (Fig. 12.1).

€) (b)

ABSORBTION INTENSITY
(ARBITRARY UNITS)
CONDUCTANCE (1073 mha)
o
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Fig. 12.1 (a) Absorption spectra at 2K for GaAs quantum wells. Reprinted with permission
from [170]. ©1974 by the American Physical Society. (b) Current and conductance character-
istics at 77 K for a GaAs double-barrier structure. Reprinted with permission from [171]. ©1974,
American Institute of Physics

The theory of Wannier-Luttinger—Kohn for the effective equation satisfied by a
Bloch electron in the presence of a slowly-varying perturbation was applied early
on to graded semiconductors [172] and to semiconductor inversion layers [173].
With the growth of atomically-sharp heterojunctions using molecular-beam epitaxy
and metal-organo chemical vapor deposition techniques in the 1970s, the same the-
ory was applied to the latter case even though the perturbation is no longer slowly

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 273
DOI 10.1007/978-3-540-92872-0_12, © Springer-Verlag Berlin Heidelberg 2009
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varying [170, 174—-176]. An equivalent problem would be to describe the electronic
states in colloidal nanocrystals [177]. In all cases, linear dimensions could be as
small as 1-10nm. The fact that the Wannier—Luttinger—Kohn theory leads to an
effective Schrodinger equation for an external potential indicates how this might
work for a nanostructure. Thus, the external potential, due to the difference in band
edges, would be a confining one leading to a problem similar to the particle-in-
a-box problem in textbook quantum mechanics. There are, nevertheless, at least
three differences. First, the mass is now the effective mass. Second, as we have seen
before, a treatment of the valence band requires a multiband description. Third,
contrary to the earlier cases, the material properties (e.g., effective masses and Kane
parameters) are now position dependent and do not generally commute with spa-
tial differential operators that appear in the Wannier-like equation. Hence, a proper
theory should be able to account for all three effects right from the start.

Nevertheless, there have been three main approaches to the theory of the elec-
tronic structure of semiconductor nanostructures. The simplest approach is the one-
band or particle-in-a-box model [170, 177, 178]. Another is the envelope-function
theory of Bastard [175, 176, 179]. They typically require an ad hoc solution to
the operator-ordering problem refered to above. Finally, the third approach is the
more recent first-principles envelope-function theory of Burt and Foreman [34,
153, 180, 181]. The latter differs primarily from the previous two in attempting to
derive the effective Hamiltonian from first principles. A number of review articles
have appeared both on the early theories [95, 182-184] and on the more recent
ones [185, 186].

The application of the theory has been to many different types of nanostruc-
tures; in particular, to quantum wells (QW’s), superlattices, quantum wires and
nanowires, and quantum dots. Quantum wells and superlattices are layered materials
where one dimension is on the nanoscale. Quantum wires and nanowires display
two-dimensional quantum confinement, the term nanowires being often associated
with free-standing wires. Finally, quantum dots display three-dimensional quantum
confinement with many analogies to atomic systems. Much of the explicit presen-
tation of the theory in this book will be done for the case of QW’s for simplicity
and concreteness; the theory carries over trivially to the other cases with higher
degree of quantum confinement. Excellent reviews are available specifically for the
quantum-wire [187] and quantum-dot [188] problems.

12.2 Bastard’s Theory

Bastard’s theory was developed in two articles and expanded in his book [7, 175, 179].

12.2.1 Envelope-Function Approximation

The basic envelope-function model used was to assume that, in each layer of a het-
erostructure (here labeled A and B), the wave function can be expanded in terms of
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the periodic parts of the Bloch functions at a given bulk wave vector kg (e.g., the I
point),

Y=Y AP wu P ), (12.1)

n

and to then match the solutions across the boundaries. This can be seen to be an
approximation to the theory expounded in Chap. 8, whereby distinct bulk wave
vectors are assumed uncoupled. This is true if the perturbation is slowly varying,
which would also result in a slowly-varying envelope function f,,. Models that do
couple different bulk wave vectors (e.g., the I" and X points [189, 190]) have been
introduced but they will not be presented in this book.

Next, one assumes that the cellular functions in the layers are the same. This is
a good approximation for chemically (e.g., a common ion) and structurally (e.g.,
lattice constant) similar materials; an example is the GaAs—AlAs system. Indeed,
we have also seen that the momentum matrix elements do not change significantly
among the III-V materials. Hence, as a first approximation, one might argue that
the main properties that change from one layer to another are the energy gaps,
effective masses and band offset. The latter is a new property of the heterointerface
which reflects the different band alignments of different materials with respect to a
reference level [127, 191, 192].

For a planar interface (e.g., QW), one can use Bloch periodicity in the plane to
write

Jn

1 .
(A’B)(I' — ik, r| ., (A,B)
Il 2) eI (), (12.2)
N

where 1| is a position vector in the QW plane and S is the surface area in the same
plane. How good this theory is has been studied at length for QW’s. Bastard [7]
reports up to 0.3eV or 10% of the first Brillouin zone for GaAs/AlAs structures.
Gershoni et al. [193] have reported calculations up to k = 0.15 A

The goal is to now derive an effective equation for the envelope functions. The
full Schrodinger equation can be written as

Hy(r) = EY(r), (12.3)

where

2
H=2L" 4 v,0)0,+ Vs(r)Os, (12.4)
2m0

assuming there are two layers A and B and ® is a step function. The effective
equation can now be obtained using the method presented in Chap. 8. A simpli-
fied exposition was given by Bastard [7], whereby the key result was tonote that,
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for a slowly-varying envelope function, the integral over a cell-periodic function is
such that

/d3r F@u(r) ~ l/d%f(r)fd%u(r). (12.5)
\%4 Vv \%4 \%4

Thus, inserting Eqs. (12.1) and (12.2) into Eq. (12.3), premultiplying by exp(—ik -
r))x\48*(z) and integrating gives [7]

0
D <z, —ih—) x = Ex, (12.6)
0z

where

if the first-order Kane model is used or

0 h2k2 h2 82
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2 [ M, 92 0z M3, ]+2 2 i (128
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with

mo
M

2 1
N (V) — |n), 12.9
o ;<m|p MmUY (12.9)

[and V,(z) = E®(0) — E("(0)] if the second-order Kane model is used. As for
the impurity problem, the matrix D is related to the bulk k - p matrix with the
replacement 752 — —ihd/0z if the periodicity along z is removed. Note that a sym-
metrization scheme has been imposed on Eq. (12.8).

12.2.2 Solution

First, we note that the heterostructure problem involves solving a coupled set of
second-order differential equations, the number of equations being given by the
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size of the bulk multiband model. As is well-known from the simpler quantum
mechanics problem, this requires matching the boundary conditions at the interfaces
and specifying the asymptotic boundary conditions on the envelope functions. The
latter is more straightforward. For a QW (with trivial extensions to higher degree of
confinement), the envelope function must go to zero at large distances:

lim yx(z) =0. (12.10)
|z|—>00

Note, however, that in a numerical implementation, convergence is faster if a Neu-
mann condition (rather than the Dirichlet one) is implemented [194]:

. ax(2)
m =
lzl>00 0z

0. (12.11)

It is, of course, very popular to use the particle-in-a-box model, whereby the barriers
are assumed infinite. In that case, it is possible to obtain analytic solutions even for
the four-band model [178, 195].

The interfacial boundary conditions are obtained by integrating the differential
equations [196, 197]. These ensure current conservation. For the Hamiltonian of
Eq. (12.8), one obtains the continuity of x and Ay, where [7]

my d 2i . my

and
M = M6,,,. (12.13)

Note that, for a one-band model,

2
A, =1 — s
+m23mme (vl p,Im)

n— ESV0) — V,(2)

and thus 9 x /9dz by itself is not continuous.

12.2.3 Example Models

Bastard has applied his theory to a couple of models. We would like to present these
briefly for illustration of the theory and also of the technique of band folding.
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12.2.3.1 Two-Band Model for Conduction Electron

The first example will illustrate downfolding from a first-order, eight-band Kane
model to a two-band model. We carry this out using the Hamiltonian in Table 4.1.
If one rewrites the matrix equation as a set of linear equations, then the approach is
to eliminate all the other envelope-function components except for the two electron
states of interest. Labeling the states as

31 33 11
up =1ils 1), us = ’ > Us = '— —>,u7=‘——>,

22 22 272
3 1 3 3 1 1
M2—1|S¢)M4—§—§ ug=|5 —5 | us=1|5—5)

and neglecting the free-electron term, one can write

—

1 2 o~
6 Pkyx1 — ngzXZ,

mZ«E—EW—V&»/zw%“ (12.14)

1 1
Pk ,
X6 = (E — E(A)—V( ))\/7 +X2

1~ 1
= - Pk —Pk_x, |,
X7 (E T AO _ E(A) _ V(Z)) |:\/; zX1 +\/; X21|
_ 1 \/TPk +\/sz
X8 = (E+ Ay — ED —V(2) 3 +X1 3 2 X2 |-

In the above equations, k is an operator and the brackets do not all commute. Using
these equations to eliminate all but x; and x», one gets the following 2 x 2 Hamil-
tonian for the conduction states:

X4 =

2
X3 = (E — E(A) “ V() |: 3P X1+ EPkX2:|,
(E — E(A) —V(2) |:

2
(E—EW —V(2))

1
Hyp = Hp=EY 4+ V(@) + - sz(

1 _
%
ﬂE+m—EW—V@QZ

1ﬂk ! k
e <(E —EW - V(z))) -

1, 1 2
el <<E “ED V@) (ET A EW - V(z))>k+’ (1219
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_ __p27 ! — 1
Hip=—3FP kz((E—EW—V(z)) (E—l—AO—E(A)—V(Z)))k_

1, 1 1 _
3Pk <(E —ED—V() (E+A)—ED — V(z))>kz' (1210

We have assumed a constant P. An interesting result is the nonvanishing off-
diagonal Hj, term which couples the two spins. It does vanish if Ag = 0 which
means the coupling is a spin-orbit effect.

12.2.3.2 One-Band Model

One can also neglect the band coupling from the last model in order to obtain a
one-band model for a heterostructure. For simplicity, we will also ignore the spin-
hole bands and set k), = 0. Reintroducing the free-electron term gives the one-band
model as

[E(h—z+2—1ﬂ>ﬁ+w)} (2) = Ex(2) (12.17)
\omg T 3E-—vVEy) YT '

with E = 0. Integrating gives us the boundary condition that

1> 2p? dy
—_t | = 12.1
(2mo T3E- V(z))) dz (12.18)

must be continuous across an interface. This is also equivalent to

1 dy
m*(E, z) dz

being continuous. The energy dependence in the effective mass corresponds to non-
parabolicity.

12.2.4 General Properties

The solutions to the Bastard model have a number of interesting properties. In no
specific order, we present a few in this section.

Regarding the envelope functions, we recall that they are continuous but their
first derivatives are not. In particular, for material systems whereby the effective
mass changes sign (e.g., the HgTe—CdTe system), there are kinks in the envelope
functions at the interfaces [7].

Within the eight-band Kane model, for k;; = 0, the 1/ and [/ states are decoupled
(see Table 4.1). In reality, it turns out that there is a coupling and those states anti-
cross [198]. An example of such rules was obtained by Altarelli using a three-band
(six with spin degeneracy) model [176]. His results are shown in Fig. 12.2.
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Fig. 12.2 Band structures of two InAs—GaSb superlattices. (a) 60—-60 and (b) 90-90 A. Here k, is
in the growth direction. Energies are in meV. Reprinted with permission from [176]. (©)1983 by the
American Physical Society

For a (symmetric) QW, there are useful symmetry properties of the envelope
functions [199, 200]. Thus, the full wave function has definite parity. However, the
effective Hamiltonian need not. For example, the Hamiltonian in Table 4.1 applied
to a [001] QW has mixed behaviour as 752 — —/k\z. Since under reflection m,

m:| 1) =11),m|l)=—[)
the cellular functions uy, u4, us, ug are even while u,, us, ug, u7 are odd. The cor-
responding envelope-function components have the same behaviour. A symmetry

analysis of the electron states in QW’s and heterostructures within the eight-band
model was also performed by Jorda and Rossler [201].

12.3 One-Band Models

We now give a more general discussion of one-band models.

12.3.1 Derivation

Equation (12.17), or indeed Eq. (12.8), can be rewritten, for a QW, as

|:h28 18 WG

2 dzm(z) 3z 2m(z)

+ Vn(Z)] x(@) = Enx(2), (12.19)

where V), (z) is the band-edge variation and m(z) = m4, mp depending upon the
layers. This is known as the Ben Daniel-Duke equation. A detailed discussion of the
numerical solution to the Ben Daniel-Duke equation can be found in the book by
Bastard [7].
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Nevertheless, the above derivation was not entirely rigorous. In particular, it has
the approximation of the same Kane parameter in both layers and had assumed
the applicability of the envelope-function approximation even for a discontinuous
potential profile. This has led others to propose different effective-mass equations.

The general one-band model is defined by the following equation,

H = % [m® pmP pm? + m? pm® pm*] + V (2), (12.20)
where the solution is the envelope function. This is known as the von Roos Hamil-
tonian [202]. Numerous work on the correctness of the one-band model exists
[203-206], most commonly as an approximate description of the conduction-band
electron. Popular choices for the parameters are given in Table 12.1. The study of
one-band models can be separated into the various types of mass functions used:
piecewise constant, graded functions and infinite differentiable functions.

Table 12.1 Hermitian Hamiltonians for one-band models

o
0 ﬁO 7:1 Gora-Williams [207], Bastard [175]
0 —1 -1 Li-Kuhn[208], Cavalcante et al. [209]
—1 0 -1 Andoand Mori [210], Zhu and Kroemer [211]
0 -1 0 Ben Daniel-Duke [212], White and Sham [213], Galbraith and Duggan [214],

Einevoll et al. [215]

12.3.1.1 Piecewise Constant

e Morrow and Brownstein [216] studied the boundary conditions at a single het-
erojunction by integrating the differential equation. They obtained

a=y,
m®x = continuous, (12.21)

m**P 3.y = continuous.

These boundary conditions are consistent with the following general form (for two
layers A and B) [20]

mo
XA =t xp + to—aod; x5, (12.22)
mp

m
XB = hiXp + ha—aod; X, (12.23)
mp

if #1 and #,; are small; such is apparently the case for the AlGaAs system [20].
Equations (12.23) give a conserved current
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ieh .
J. = > (x5 00 — ()" xi] (12.24)
if
tiity — tinty = 1. (12.25)

12.3.1.2 Infinitely Differentiable

e Liand Kuhn 1993 [208] showed that the von Roos Hamiltonian can be rewritten
as the Ben Daniel-Duke one with an effective potential:

R d < 1 dy(2)

2 dz \m(z) dz

) + Veri(z, o, B, y)x(2) = Ex(2), (12.26)

2

Veff(zv o, ﬂ? V) = _2m3(Z)

1
[(1+,3 —ay)lm' @) - 5(1 + ﬁ)m(z)m”(z)} +V().

They argued that y need not equal o for a non-abrupt interface.

e Balian et al. (1993) [217] showed that the von Roos Hamiltonian can be rewritten
as a constant-mass one with an effective potential.

e Pistol (1999) [218], while he stated that he was solving for the piecewise con-
tinuous problem, really only solved for continuous coefficients. He applied the
standard Sturm-Liouville theory to show that the homogeneous boundary condi-
tion necessary to define a hermitian operator is independent of «, 8, and y and
given by a whole class of boundary conditions:

[_ 1 / / 1 _}b
n—v —v——-mimi| =0, (12.27)
m(z) m(z)

a

where u and v are two solutions. This is not surprising since (1) Li and Kuhn had
shown that all these Hamiltonians can be reduced to the Ben Daniel-Duke form,
and (2) the boundary condition Pistol derived is the standard Surm-Liouville
boundary condition. The latter is also consistent with current conservation. The
omissions in Pistol’s work were addressed in [219].

In general, the one-band model is fairly accurate for wide wells (e.g., 100 A and
above) for the nondegenerate electron states of DM, ZB and WZ semiconductor
nanostructures. It can also be applied to the heavy-hole states if the latter are not
mixed to the light-hole states (e.g., when k| = 0).

12.4 Burt-Foreman Theory

A first-principles envelope-function theory was formulated by Michael Burt in
the 1980s. This has the advantage of not imposing an ad hoc operator sym-
metrization but it will be seen that the commonly-used version makes a number
of approximations.
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12.4.1 Overview

Michael Burt has presented an exact envelope-function theory [153, 180, 181, 185,
186, 220-224]. Further development has been carried out by Brad Foreman [34,
225-231]. Burt’s idea was a radical opposite to previous conceptualization of the
heterostructure problem. Instead of proposing a heuristic differential equation and
asking what kind of solutions are permitted, he imposed a constraint on the enve-
lope function (that they be continuous and infinitely differentiable) and asked what
kind of differential equation they satisfy. In a one-band formulation, he ended up
with a derived Hamiltonian that basically looked like the heuristic one (for the
Ben Daniel-Duke case) but had an extra nonlocal term. He showed the latter not
to be important except within a few Angstrém of a sharp interface [153].

Nonetheless, the theory was largely ignored until Brad Foreman derived an
explicit six-band Hamiltonian from Burt’s theory [34] and showed that it can lead to
significant differences compared to the symmetrized Luttinger—Kohn Hamiltonian
for the heavy-hole in an (001) QW structure [17]. He subsequently extended his
model to an eight-band one but treating the extra conduction-valence coupling in a
symmetrized fashion and neglecting linear-in-k terms. We will call this the Burt—
Foreman (BF) model.

12.4.2 Envelope-Function Expansion

Burt first published his exact envelope-function theory in 1987, applicable to a one-
dimensional unstrained multilayer microstructure with no spin-orbit interaction. The
essence of the theory is that the wave function can be written as an envelope-function
expansion:

V(@) =Y F2) U ). (12.28)

What differentiates the Burt formalism from others is to require that the envelope
function F,(z) be a smooth continuous function and the U, (z) to be a complete set
of orthogonal periodic functions over the whole structure, i.e., it is not in general
the bulk solution in each layer.

The constraint that F,,(z) be smooth implies that, in a plane-wave expansion, only
Fourier components within the FBZ will be necessary. Substitution of Eq. (12.28)
into the Schrodinger equation led to an exact equation for the envelope function
which is a generalization of the standard envelope-function equation. The equation
in [180] was corrected in an erratum published the same year [181]. Details of the
derivation were given in 1988 [153]. We now go over the derivation.

We will first establish a number of properties and results of the envelope-function
expansion given in Eq. (12.28). A key property is that, in a plane-wave representa-
tion of the envelope function F;,(z), only wave vectors in the FBZ need be included.
This will also be found to be related to the uniqueness of the expansion [153].
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12.4.2.1 Envelope Function F,(z)

One starts by expanding the wave function in terms of plane waves. Our lattice
structure is a multilayer (e.g., the two layers in the case of a bilayer superlattice).
We will assume that the lattice constant is the same for all the N unit cells mak-
ing up the two layers. However, the chemical composition and electronic potential
energy need not be (if they are, the system reduces to a bulk crystal). Take the lattice
constant of each unit cell to be a. The crystal length is L = Na. As is traditional,
we now impose cyclic boundary conditions. Then, the plane-wave expansion of
is given by

Y(2) =y Yl (12.29)
kG

Note that the plane-wave expansion of ¥ is over the whole wave-number space.
However, this can be split to account for the two inherent length scales. The under-
lying unit-cell periodicity allows the definition of reciprocal-lattice vectors. Further-
more, the cyclic boundary condition allows the introduction of wave numbers within
the FBZ. One can obtain the expansion coefficients via the standard technique:

dz i ~ , dZ i —k—G)- ~ ,
f T Ve =R e ) / S WO =y e (ke -6,
L kG L KG'
giving
7 dz —i(k+G)z
Yek) = a Y(z)e (12.30)
L

We now appeal to the fact that a plane-wave expansion [Eq. (12.29)] is unique and
complete. In addition, since U, (z) are periodic functions, they can be written as

Un(2) = Y Upge'®, (12.31)
G

where (with u.c. standing for unit cell)

d .
UnG = / _Z Un(Z)e—lcz‘ (1232)
u.c. a

If the U,(z) are chosen complete and linearly independent, plane waves can be
uniquely expanded in terms of them:

% =>"(U")g, Un(a). (12.33)

n

where
> Uuc (U™) g,y = Sums (12.34)
G
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and

> (U™ g, Une = 8ca- (12.35)

n

We can now substitute Eq. (12.33) into Eq. (12.29):

V(@) =Y P =3 " Pgk)e™ (U™, Un(2)
kG

kGn
=Y Fu2) Un(2),
if
Fa(2) =Y etk (U™),, - (12.36)
kG

Thus, F,(z) is uniquely determined via Eq. (12.36) and its expansion only consists
of plane waves in the FBZ.

12.4.2.2 Uniqueness of F,(z)

We now demonstrate the uniqueness of F),(z) explicitly. Assume there exists two
different envelope-function expansions for the same wave function :

V=Y K@U = Y FP@ U,

Then

Y [FP - FPl U, =o. (12.37)

n

We will see below that one cannot yet take F,El)(z) = F,Ez)(z). Since we have already
established that the expansion of F,(z) only consists of plane waves in the FBZ,

Fi(z) = Z ED(k)e*, (12.38)
k

substituting Eqgs. (12.38) and (12.31) into Eq. (12.37):

Z [F,fl)(k) — F;Z)(k)] UnGei(kJrc;)Z — 0.
kGn

= Y [F() - FP(0)] Un = 0.
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from the linear independence and completeness of all the plane waves. We now
x Y (U™, togive

FV(ky = FP(k), ¥ m.

m

Hence, F,fil)(z) = F,f)(z).
Note that, in Eq. (12.37) we did not assume that F\V(z) = F?(z). The reason

is because U, is only a complete set of linearly-independent periodic functions. To
wit, Eq. (12.37) becomes

Y[R - F2] Ve =0,

n

and e'% does not form a complete set of linearly-independent functions. If F,, is not
restricted to the FBZ,

F() =) Fioe*rox,
kG

and

Z [T’,ﬁg(k) _ T’;fza)(k)] U, e ®+6+6% — .
nkGG’

The coefficients are not necessarily zero because it is an overcomplete expansion.
For example, let G + G’ = G”, then

> [Fléw - Fow] tigr e =o,
nkGG”

= Y [F;Q(k) - %;Q(k)] Ungr— = 0.
nG
Burt [153] provides the following corollary:
Corollary 12.1. If
> " $u(Un(z) =0, (12.39)
where U,(2) is a set of complete linearly independent periodic functions, then

Pn(z)=0Vn (12.40)

provided the plane-wave expansion of ¢, (z) is restricted to the FBZ.
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12.4.2.3 Properties of Periodic Functions U, (z)

It is often useful to impose a further constraint on the U, (z), that they be orthonormal:
dz
/ ; U:(Z)Um(Z) = Sum. (12.41)
u.c.

Then, U, is unitary and, e.g., (U ’1) Gn Ay be replaced by U’ :

d Az’ o ,
Z (UT)Gn Ui = Xn: UicUne = /L:-C- ;Z /U-CA 7Z el(Ga-0'2) Xn: U, (2)Uy(2)

n
dz . ,
_ / R (R L S
u.c. a

and
ut=u-".
In the penultimate line, we used the completeness result

Y Ur @)U =8z — 2.

12.4.3 Envelope-Function Equation
Starting from the Schrédinger equation,

R dy
2myq dz2

+V@)y = EVY, (12.42)

the goal is to derive a new equation for the F,’s.

12.4.3.1 Kinetic Energy

Making use of the envelope-function expansion, Eq. (12.28), we note first that the
kinetic-energy term becomes

2 2 2
h_d_I/’__h_Z[F;UnJrzF,;UHF,,U;]. (12.43)

2mg dz? 2mg -

Since U,(z) is periodic with period a, so are U, and U,:

U,(z+a)=U,(2), U, (z+a)=U,\(2),
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and they can, therefore, both be expanded in terms of U,(z). For example,

Z PonUn.- (12.44)

One can now obtain the coefficients p,,, in the same fashion as one would with
Fourier coefficients: multiply each side of equation by U}f, integrate over z, and use
orthonormality. Alternately, one can also state that the following coefficients

o= | Ly (—ihi) U,() (12.45)
a dz

satisfy Eq. (12.44). To wit,

Z pl?‘”’l Um
m

~

d dU
=Y Ui >< & )) Un(@)

m

/
/d?z’ (_ dU,AZ))ZU*( N (@)
/

m

dz’ dUn . dU,
dz

a

Similarly, one can define

T, —/dz U*(2) B & U,2) (12.46)
mn = a m\Z 2m0 de nZ), .
and show that
ZT U, = i &, (12.47)
mnYm = 2m0 de . .

Putting the two terms together gives the kinetic energy as

h? dzw n* d&’°F, ih dF,
- i ——— TonFy | Uy, (1248
2m0 dZ ; : m g dz i ; ( )

2mg dz my

This is seen to be already in the envelope-function expansion form.

12.4.3.2 Potential Energy

The expression to be rewritten is V. Despite its apparent simplicity, there is a
problem due to the fact that a Fourier transform of the two functions can lead to
terms outside the FBZ.
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We start by Fourier transforming V(z) and expanding ¥ (z) in the envelope-
function expansion; in the latter, we will also replace the envelope functions F),(z)
and the periodic functions U, (z) by their Fourier transforms. Similar to Eq. (12.30),

the Fourier components of the potential are given by

~ d .
Ve ) = / = V(g)ekr0x,
L L
Thus,

V@U@ =Y Veke“ O F,(2)Uy(2)

kGn

= 33 Vot O F () U, ¢

kGn k'G’

- Z Z Z Vi (k) Fy (kYU e *th +G+6)z

n  kk'

Let G — G — G'. Then,

V@ =Y Y Y Voo (OF, (kK)U, g e +0).

n  kk' GG’

(12.49)

(12.50)

(12.51)

The goal is to express the RHS as an envelope-function expansion, i.e., in an expan-
sion in terms of plane waves in the FBZ only. The sum k + k' can be outside the

FBZ; to make this explicit, write
k+k =k + Gy,

where k; € FBZ. Then, Eq. (12.51) becomes

VY (2) = Z Z Z Voo (k) E, (KU, ge*to+Gz,

n  kk' GG’

But, from Eq. (12.33),

¢% =3 (U, Un(2) = ZUHGU @),

n

= 0O = Z Up.G+6,Un(2).

m

and Eq. (12.53) becomes

Vy) =) [Z Y Ui, VGG«k)Fn(k’)Unoeik“} Un(2).

m n  kk' GG’

(12.52)

(12.53)

(12.54)

(12.55)
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This is already in the envelope-function expansion form since the function inside the
square brackets has a plane-wave expansion restricted to the FBZ. We, nevertheless,
need it in terms of the envelope function F. This requires replacing the Fourier
transform of the envelope function by its real space function [inverse of Eq. (12.36)]:

~ dz’ e
Fn(k/)Z/—ZFn(z/)e‘””, (12.56)
. L
giving

V() =) [Z Y Unoio Voo WU / dfz > Fn(z’)eik’ﬂ“k”} Un(2)
L I

m n k GG’
dz’ ~ ok
=2 / 7 22 Uicie, Voo 0Unae ™ F, ()UR)
nm VL GG' kK

=Y [Z f dz’ Vin(z, 2) pm(z/)} U,(2), (12.57)

m

where

1 ~ D
Vim(z,2) = 7 E E U i, Vo () Upge s o), (12.58)
kk' GG’

12.4.3.3 Envelope-Function Equation
Using Eqgs. (12.28), (12.48) and (12.57), Eq. (12.42) becomes

W &F, ik dF,
T2 o nm = TnmEn d /Vnm 5 ! Fm ! Un
;|: 2my dz2 my mp dz +; +;[2 (z,7) (Z):|

=E Z F,(2) U, (2). (12.59)

Equating the coefficients of U,(z) gives the exact envelope-function equation:

r* &F, ik dF
T H - —— nm_m d/Hnm s /Fm ! :EFn , 12.60
2mg dz? mOZp dz +;/ < (2, 2)Fu(2) (@), ( )
where

Hyn(2,2) = Tyund(z — 2) + Vam(z, 2). (12.61)

12.4.3.4 Generalization to Three Dimension

It is trivial to generalize the above derivation to three dimension [185]. We will only
summarize the main equations.
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The envelope-function expansion becomes
Y(R) =Y F,(R) Up(R). (12.62)

The envelope-function equation is

hz 2 lh 3p/ /
~ oV ER)— ;pnm-VFm(RH; f &R’ H,,(R, R))F,,(R) = EF,(R),

(12.63)
where
Pom = i/oPR’ UipU
nm Q n ms
T = ! /d3R’ U*TU,
nm — ) n ms
Hnm(Ra R/) == TnmA(R - R/) + Vnm(Rv R/)), (1264)
/ 1 ik-(R—R")
AR-R) = — D oe ,
ke FBZ
and
1
— | R UU,, = 8. 12.65
%) / n ( )

As before, £2 (V) is the unit-cell (crystal) volume.

12.4.3.5 Alternative Derivation

The envelope-function representation can be identified as a unitary transformation.
In order to make this connection, we now provide another derivation of the envelope-
function equation [185]. We will do so directly in three-dimension.

The starting point is the Schrodinger equation in a plane-wave representation:

n? ~ ~ ~
e &k + G)* Y (k) + E k+G|VIK + G) e kk) = Eygk), (12.66)
my

k' ,G’
where
Ve(k) = % / EPRY(R)ekTOR (12.67)
YR) =) Yol IR, (12.68)
k,G

Now introduce a complete set of periodic functions:

Un(R) = ) Upe'®*®, (12.69)
G
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giving

R =3 U e U,(R), (12.70)

n

and

Y WU enlUne = Scar- (12.71)

n

Substituting Eq. (12.70) into Eq. (12.68),

YR) =Y Pl ReCr =) "y 10e™® Y (U e Un(R)
k.G k,G n

=Y FRU,®R), (12.72)
where
Fu(R) = F(k)e™ ¥, (12.73)
k

~ _ ~ N lf 3 —ik-R
F(k) = ; Ye(K)(U™ en = v d’R F,(R)e ™. (12.74)

From the latter equation, one can also write the inverse:

Vo)=Y U F,K). (12.75)

Now multiplying Eq. (12.66) by (U '), and summing over G gives

h? ~ ~
> (U e 3+ Gk + Y (k+GIVIK + G (K)
G k',.G'

=EY (U anVak),
G
and using Eq. (12.75),

h? ~ ~
> 5~ K+ GPWU Ui Fr®)+) (K +GIVIK +G)(U ™ anUne Fr(K)
0

n'G K.G,G/
w

=EY (U enUrcFu(K).
Gn'
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Then

h? ~
> [z—mo(k2 +G*+ 2k G)U aa Unchn/(k)}

n’'G
+ ) (k+GIVIK + G YU N Uve FyK) = E Y (U )6u Ui Fu (k).
k’,G,,G’ Gn’
or
h2k? ~ |
ka) +— Zk G(WU )6 Une F (k)

OGn

2
+Z —(U NenUncFr(R) + Y (k+ GIVIK + G') (U enUne Fr (k)

kK',G’
= EF, (k).
Let

h Z G(U_l )Gn Un’G = Pun’s (1276)

G

h2
> 2—G (U™6nUn = T, (12.77)

G
> WU ek +GIVIK + G Uy = Vi (k. K), (12.78)
GG’

TSt + Vi (6, K) = Hyp (K, K). (12.79)

This gives the envelope function in k space:

hz / /
WF(k)Jr—Zk P T <k>+Zann(k K)Fy(K) = EF, (). (12.80)

To relate to the previous derivation, one now transforms to real space by multiplying

by e*R and summing over k. With
Rk ~ P~ ~ R2v?
_F k lkR _ _szn k ik-R [ F'n R ,
22 2(k)e sz (K)e e (B

k k

mi() Z Pun' - Z kﬁn’(k)eik‘R = _:'Th(; Z Pun' - VFn’(R)a
n' k n'
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> R E(k KV Ey(K) = / R e RH,, (k K)Fy (R)e ™ F
n'k’k n'k’k

1 SR -
3/ ’ ik-R N\~—ik" R
En, /d R F,(R )V kg/k e"“ " H, (k,K)e s

using V = Vg, Eq. (12.80) becomes

h22

2my

Fu®) — — me VE®+Y / ER' o (R, R (R),

which is the same as the exact envelope-function equation, Eq. (12.60). Note, how-
ever, that in order to demonstrate complete equivalence of the two approaches, one
remains to demonstrate that the newly-defined p,,, 7,,,, and V,mr(k, K’) are identi-
cally defined. Consider p,,,:

Punw = h Z G(Uil)Gn Un’G~
G

In the previous derivation,

1
P = _/ d3R/ pU — Z GUn G’_/ ng/ —IGRp iG'-R
2 Jue GG’

=hY G, GU/G,—/ PR/ E-OR hZG *Una,
GG’

and this equals the other definition, Eq. (12.76), if

nG - (U )Gns

i.e., if U is unitary.

12.4.4 Potential-Energy Term

The reason for the nonlocality of the exact envelope-function equation, Eq. (12.60),
is because of the potential energy term. The latter indeed holds clues to the differ-
ence between the exact envelope-function equation and the conventional one. We,
therefore, need to study Eq. (12.58),

Vim(z,2) = ZZ G+G,VG 6/ (k) Uy et 177K,

kk'

where k + k" = k; + G, more carefully [153].



12.4 Burt-Foreman Theory 295

12.4.4.1 Separation of V,,,,(z, z')

Remember that k and k&’ came from the expansion of V. We now show that the
reason V,,,(z, z) is nonlocal is because k + k' can be outside the FBZ. If that were
not the case, G; = 0 and

> e N e
Vn(z ) = Y2 22 Us 6 Voma kg — Y &)

k GG’ k'
=3 Ui Voo 0Une™ Az - 2), (12.81)
k GG’
where 1
N = ik'(z—2")
Az=2) =1 dooe . (12.82)
k'e FBZ

Note that the summation is not strictly an orthonormal relation but if we assume A
to be sufficiently like the delta function,

> / A2’ Vo (2, V(@) % Y Ve (@) Fn(2), (12.83)
with
Vi@ =YY Uy Voo (K)Unce™, (12.84)
k GG’

and the term becomes local. This suggest writing
Vam(z.2) = Vim(2) Az — ) + V(2. 2), (12.85)
where
Ve = 5 Y3 [0l o, — Up e Vo tUnge ™

kk' GG’
(12.86)

In the above, only sum over k, k’ values such that k + &’ lies outside the FBZ.
A useful property of V@ is

f dz v®(z,7) = 0. (12.87)
L

One can prove it using Eq. (12.58):

/dz ‘/';1(111111)(2 Z) = /dZ ZZ G+G1VG o (U, Gel(klz kK'7)

kk' GG’

Z Z Uy.c+a, V- ()Ungr et

k GG’
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Butk+k' =k +G.If kK =0, then G; =0, k; =k, and
/dZ/ Vrf;flzl)(z’ Z/) = Z Z GVG G/(k)UmG/ f= Vnm(Z)’
L k GG

from Eq. (12.84). Comparing the latter and Eq. (12.85), one gets

/dz Vi(z,2)=0

One use of this equation is to show that for slowly-varying envelope functions, the
nonlocal part does not contribute.

12.4.4.2 Asymptotic Value of V,,,,(z)

We will now derive the asymptotic value of V,,,,,(z) far from a single heterojunction.
We have Eq. (12.84):

Vim(2) = Z Z U:,G VG,Gf(k)UmGreikZ

k GG’

_ZZU:G/_V( )—l(k+G G)7U Ge kz

GG' k

- ZU:GUmG /— V(z)e (G- Zelk(z I

GG’

=> Uy gUnc f dz' V(z)e @7 Az — 2). (12.88)
GG’

Now, assume that, very far away from the interface, the potential is periodic. Con-
sider the potential on the RHS. Write

V() =Y Ve (12.89)

For large z, A(z — z’) requires z’ to be large too. Thus, in the integration, one can
replace V(z') by VP (z'). Going back to Eq. (12.88),

+ ,'k G—G' -GNz ik
Vam(2) ~ Z GUmG/ Z V( )/ i(k+ )z eike

G"k

E * E v ikz

= Un,GUmG/ VG” 8k+ch’7G”,o€ .
GG’ Gk

Since k € FBZ, thenk =0, G” = G — G’ and
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~ T+ T
Vin(@) % Y Uy Unc Vo =Y Uy Vi 6 Une
GG’ GG’

- / %U:(z/)VH)(Z/)Um(z/), (12.90)

i.e., for large z, V,,,(2) tends to a constant V() which is the matrix element of the
local periodic potential.

12.4.4.3 V,,,(z) Near an Interface

We now wish to see if V,,,,(z) near an interface is different from the asymptotic
expression. Again, in the previous subsection, we used a periodic form of V(z) far
from the interface. Here, we will consider an abrupt interface:

V() = 0P (@)VP () + 0V (2), (12.91)

where

V(:I:)(Z) — Z V((;i)eiGz’
G

and ©™ is 1 (0) at the RHS (LHS) of the interface; similarly, @~ is 0 (1) at
the RHS (LHS) of the interface. Equation (12.84) for V,,,(z) shows that Vg (k) is
required. Fourier transforming the potential:

- L/2 dz )
VG(k) :/ _V(Z)efl(k+G)Z
L/2

ZV(+)/ mitk+G— G)Z+ZVé/)/ (;‘Ze—““G‘G/)Z. (12.92)

o L2

Ifk+G— G #0,

fL/zd_ZV(Z)e“k*GG')Z 1~ o ik+G—G)L/2
o L ik+G—-G) ~

It will be assumed here that the second term in the numerator can be dropped. This

S - o < L
is valid if, e.g., L = 2na when e 10L/2 = 71T m2ma — | apnd e *L/2 = 71 T2 =

e~ ™" = 41 but the summation over k leads to zero. Hence, for k #0,

1« VS -V
Vot = 7 Z k+G—G"

while for k = 0,
(+) 7)
V(;(O) 3 (V + Vi )
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Therefore,
) Ve = Ve ikz
Vim(z) = (; "G5 (VG—G’ + Vi Gr) mG' + Z nG i Z m(/ma’e
a8
(12.93)
The first term of Eq. (12.93) is simply
1 +) (=)
5 (Vnm (Z) + Vnm (Z)) .
For the second term, distinguish G” = G — G" and G” # G — G’. Then
vy _y=)
Vi — v ye) Zam_ T Tnm_ ks
@ =3 Vi@ + V@] + Y 2t
k£0
Sue| Y et ‘
+ U;’G - Un,ge™. (12.94)
66! G'#G—G' ik+G-G'—-G"L
k0
One can write the second term as
Veh ‘ Ve
Z Z Z nm nm 1(k+G)z Z Z nm 1(k+G)z'
k0 ikL k20 G itk +G)L k#£0 G0 itk +G)L

Also, given the plane-wave expansion of the step function,

L/2 L/2 —i(k+G)L/2 __
(:)(G+)(k) — / d_Z@(Z)e—i(k+G)z — / %e—i(k-rG)z _ e " / 1 7
—L/)2 L 0 L —l(k + G)L

@(+)(Z) — Z (;gr)(k)ei(lH—G)z,
k,G

Eq. (12.94) can be rewritten as

V(+) V)
Vin(@) = (Vi 0D @) + V)00 (@) — Y- et (12.95)

Komo W+ OL
Sue| Y e e :
+2 Uic . — | Uyge™.  (12.96)
/fib el itk+G—-G' —G")L

The first term in Eq. (12.96) is the potential term in conventional envelope-function
theories. Hence, it is seen that the Burt theory leads to two correction terms to the
potential function. A model calculation of the magnitude of such a contribution was
given by Burt [153].
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12.4.5 Conventional Results

The exact envelope-function equation, Eq. (12.60), will now be made to reproduce
well-known theories.

12.4.5.1 Bulk Crystal

In a bulk crystal, the Fourier transform of the potential only has reciprocal lattice
components:

Ve (k) = Vo (12.97)
In Eq. (12.58),

1 7 H o
Vnm(Z, Z/) - Z Z Z U;lk,GJrGl VGfG’(k)UmG’el(k]z Kz ),
kk' GG’

we then have k = 0, which implies k' = k; + G4, i.e., G| = 0. Thus,

1 ~ S (o % ~
Vin(2,2) = 233 Ui Vo Unae™ ™ = 3 Uy Voo Ung Az = 2)
kK GG’ GG’

= Az — Z)Vuk, (12.98)

nm

Now Eq. (12.60) becomes

nm

n d&*F, ik dF,,
——__]_anl11d_+ZHbUIka =EF,,, (1299)
V4

m

where
HY = 7 Dk (12.100)

nm
We note that Eq. (12.99) is exact. Nevertheless, two more steps are needed to recast
it into the k - p equation. First, we choose the U,’s to be zone-center solutions. This
implies the Hamiltonian is diagonalized in this basis with the diagonal elements
being the zone-center energies:

H™ = E, 8, (12.101)
and
W EE, _ih > o g F = EF (12.102)
2m0 dZZ mo — Pnm dZ nif'n — ne .

Now, Eq. (12.102) is a differential equation with constant coefficients. It can be
solved by using an exponential form:
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F, = A& (12.103)
Then, Eq. (12.102) leads to an algebraic equation for the A,, coefficients:

h*k? hk
Z 2 +E, —E)éum+—pum| =0, (12.104)
-~ mo mg

the well-known k - p equation. Note that, with the choice of Eq. (12.103), the
envelope-function expansion, Eq. (12.28) becomes

Y= FalUn=) Aeumn =) Aukur. (12.105)

which is the expansion of Luttinger and Kohn [6].

12.4.5.2 Shallow Impurities

We now consider the problem of shallow impurities. The potential energy consists
of two terms:

V(z) = VP(2) + VI™(2). (12.106)

For a shallow impurity, the definition is that the impurity potential is smooth, i.e.,
that it only has appreciable Fourier components close to k = 0. Thus, the plane-wave
expansion of the potential can be written as

Vo(k) = VE™s, 0 + V™ (k)86.0. (12.107)

Substituting into Eq. (12.58),

1 17 i S
Vim(2,2) = 52 Z Z Us 616, Vo-c (k) Upge™:7F
K GG’

1 ~. . ot
~ 1/bulk E § kiz—k'z
= Vni’; A(Z - Z/) + Z L2 UIT,G+G| Vlmp(k)(SG,G’UmG’el( 1Z )

1 ~. . I
= Vi@ =+ 2 DD Ui, VIR Unge
kk' G

= [V 45, VI™P(0)] Az — 2), (12.108)
since, for the impurity potential, kK & 0 leads to k' = k| + G| which implies G| = 0.
Hence, the envelope-function equation can be written as (when using a basis of
zone-center functions)
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2o 422 o — Pnm dz )y = n)'n. .

This is not yet in conventional envelope-function form. To convert into the latter
is similar to what is done in conventional theory: it is necessary to remove the

interband terms. We will establish this for the one-band case. Assume that VimP
is weak so that the bound states are close to the zone-center eigenstates E,. Here,
we choose n = s. The envelope-function equation for the latter is

7“_[,2 szs lh dFm im
_____Zps’"d—erV P()F, = (E — E,)F,. (12.110)

The restriction on the summation in the second term is due to the vanishing of pg;
in one-dimension. For any other state m # s, we can write

r* d*F, ih dF;
2my dz2 mo o Pml &

(E— V™) — E,)F, = —

To eliminate the interband term, we write down an approximate (smooth) solution
for the states m # s by dropping the second-differential term and approximating

(E—V™(2) —E,) ~ (Es — Ey). Then

F ih Pms dFs
" mgEy—E, dz’
Plugging into Eq. (12.110) gives
WAF s h_pws BN ymyr (g - )
2mg dz? mo A P | =g Ey — B,y d22 9= S
or
G
- —— + V™(@F, = (E — E)F;, (12.111)
2m* dz?
where
L1 LY 5 ol
—=—42|— —_—. 12.112
m? mo * (m0> mZ?ES ES - Em ( )

This is the conventional effective-mass equation.

12.4.5.3 Effective-Mass Equation for Multilayers

We now reproduce the conventional effective-mass equation for a multilayer. A
number of approximations are needed. Assume
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e the zone-center energies do not change much with respect to position.

e E isclose to Es(z) everywhere. This is similar to the corresponding approxima-
tion for the shallow impurity problem.

e F, is slowly varying.

e the potential change is abrupt (the abrupt-step approximation). Then

Hnm = Tnm + Z U:G VG—G’UmG“
GG’

e same U, in all layers; i.e., we have only one zone-center function. Then H,,, is
approximately diagonal throughout the structure and the diagonal elements are
the appropriate zone-center energies.

Thus, we have

_ Ak i = = [E — E,(2)F,. (12.113)
4

The rest of the derivation is similar to the shallow-impurity problem. The equation
for the one band is

K> d’F, ih dF,,
psm? = [E — Es(2)]F;,
m#s ’

2mgy dz2  myg

the remote envelopes are approximately

F ~ ih pms dFS
" mo Eg(z) — En(z) dz

giving
> d’F, ih ih d Pms dF;
_ _2 - — )V Psm—\ —————————————— | = [E - Es(Z)]FM
2mg dz myg s my dz \ Es(z) — Eu(2) dz
or
it d ( ! dF‘Y>+E()F EF. (12.114)
—_ - s Iy = KR .
2 ms(Z) dz
where

1 | pns?
= — 12.115
m@  mo m% ; E\(z) = En(2)’ ( :

Equation (12.114) has the form of the Ben Daniel-Duke equation. This, therefore,
represents a derivation of the latter operator ordering.
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One surprising result is the use of Eq. (12.114) suggests the following boundary
conditions:

1 dF; )
F; and — —— continuous.
m dz
However, the exact envelope-function expansion requires

dF; .
F; and — continuous.
z

The difference is due to the fact that Eq. (12.114) is only approximate.

12.4.5.4 Multiband Model for Multilayers

The final consideration is to derive a multiband k - p theory for multilayers. We
can start from the full multilayer equation, Eq. (12.113). Previously, the one-band
approximation was made. Here we divide the bands into two subsets a la Lowdin:
those close to s, labeled s’ (subset §) and those distant labeled » (subset R). Then,
rewriting Eq. (12.113), we have for the S states

m d*F, ik dF, ik dF,_[E E.(IF
2m0 de mo - Dss dz mo - Dsr dz = s\Z s

Eliminating the remote states using

F. ~ in Prs dFy
r mo 4 E—E.(2) dz
gives
n* &*F, ih Z dFy  h* d Psr s dFy CE— EOIEG)
2my dz? mo Pss dz I’I’l(z) dz . E—E.(2) dz = s\Z) 1 1s(Z).

(12.116)

12.4.5.5 Multiband k - p Equations for Arbitrary Nanostructures

The exact envelope-function equation, Eq. (12.63), can be simplified to reproduce
multiband Hamiltonians for arbitrary nanostructures. These can then be compared
to those obtained starting from the bulk Luttinger—Kohn Hamiltonian. Due to the
importance of the result, we repeat here the steps in the derivation even though they
are similar to the one-dimensional case treated in an earlier section.

The starting point is the approximate, local form of the exact envelope-function
equation:
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B2 in
——V’F,R)— — m -V, (R H,,(R)F,,(R) = EF,(R). (12.117
e ()mO;p (>+; (R)F,,(R) R). ( )

In deriving a multiband form of the equations, the conventional technique is to
define two sets of states a la Lowdin. The states of immediate interest (so-called
dominant states, e.g., the I's valence-band complex for zincblende semiconduc-
tors), will be denoted by the label n = s (S states) and the remote bands (R states)
will be denoted by the label n = r. One can now write down separate envelope-
function equations, Eq. (12.117), for the two groups:

h2
— V?F, — — em - Vo H,,F, = EF,, 12.118
~ 2mg Zp t2 (12.118)
h? 2 ih
——V2F,— — pom VFm+ZHYmFm=EF€. (12.119)
2m0 m() m m

Equation (12.118) for the remote states can be simplified by taking into account
the smoothness of the envelope function and, thereby, throwing away the curvature
term. This leads to

ih
- em - Vo, H.. F. H. Fy ~ EF,,
g &Pt 2 HheFe )
. in
Fr ~ (E - Hrr) Z __prx’ : VF.V’ + Hrs’Fs’ . (12120)
’ mO

§

Equation (12.119) is now written to show the explicit dependence on the R envelope
functions:

h2

_EVZF__ |:Zpss VE, —I—Zp” VF}LZH“ F, —I—ZH”F, EF,,

which are then eliminated:

i VzF__Zpss VFy +ZHSSFS

2m

s/

ih ih
_1_ Psr - {(E I_Irr)_1 E |:_1_prs’ : VFJ’ + Hrs’Fs/:|}
mo = mo

H, ih
prea—— - Prs VFV’ HrS’Fs’ == EF?
+Xr:(E_Hrr)Z|: mOPA l + :|

s/
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Simplifying the latter gives

B, in
2 VF - 2Zpﬂ" Hrr) VFS'_m_OsZ/pss"VFs’
H,, H,y lh -
+ Z HSS F + Z (E H ) Zpsr ° - Hrr) lHrs’Fs’]
N SNE ~ Hy) Ve - VEy = EF, (12.121)
mo =

This is the multiband envelope-function equation as given by Burt [185].

12.4.6 Boundary Conditions
We have already derived boundary conditions in the context of the effective-mass
equation. Here, we present a more general derivation based upon the local form

of the envelope-function equation in three-dimensional, Eq. (12.117). Consider a
planar interface with translational symmetry. Let

F,(R) = %eik'an(z). (12.122)

Then the equation for F,,(z) is

n» &F, ih dF, ki
S pp—— F, K - pun Fir H,y Fy
2mg dz? mo p"" dz t ome 2mo + Z [ + Z

=EF,. (12.123)
In general, Eq. (12.117) is only valid far from the interfaces. However, we have
already argued that the interfacial terms are small. If they are dropped, Eq. (12.117)
is (approximately) valid everywhere and can be integrated across the interface.

First, we know that F,, is continuous, otherwise F, blows up. Integrating across
an interface (say at z = 0),

B[t d Fn ih dF,,/ 2k}
- - d dz F,
2mg Z P / “Tdz dz 2mo ./ ¢

h
+m_zk|\'pnn’/dZFn""ZHnn’/dZFn’:E/ dz F,.
0 ' —& " —&

Note that p,,» and H,, are continuous. Then

m [dF,° ih (FT =0
2m0 dZ pnn nl_g =Y
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or

¢ Fy (12.124)

is continuous; i.e., F,, is. So far, we have made the abrupt-step approximation and
used a local H,, . If one further makes the effective-mass approximation, then one

requlres L ddF" continuous.

12.4.7 Burt—Foreman Hamiltonian

Foreman [34], in 1993, was the first to derive an explicit form of the valence-band
Hamiltonian on the basis of Burt’s theory. In 1997, he extended it to an eight-band
model [228].

In his 1992 review article, Burt had already indicated how to simplify Eq. (12.121).
All the terms that are only significant near an interface will be dropped. Considering
the terms on the LHS of Eq. (12.121), it turns out such terms are the last two of the
seven. This is obvious for the sixth term since it involves the derivative of H,; and
the latter is a constant in a bulk layer. The last term would correspond, in the bulk,
to a term linear-in-k; such terms are absent in the bulk valence-band Hamiltonian.
Thus, they can only arise from the interfaces and are also dropped. Finally, the third
term involves momentum matrix elements within the subspace; they are known to
be zero from symmetry arguments. An additional simplification is to recognize the
two terms on the second line to correspond to the energy correct to second order in
perturbation theory; we can denote the latter as HS(SZ,)

What remains looks very much like the second-order k - p term since the differ-
ential operator transforms just like the wave vector:

2
_h_sz 2 var

 VF,+Y HPF, = EF,. (12.125
2m0 O s’ ‘ Z o ‘ ( )

Hrr)

The main difference lies in the noncommutativity of the differential operator and the
band parameters since the latter are position dependent in a heterostructure. Thus,
one can expect additional terms in the BF Hamiltonian. We now obtain the latter
explicitly. We will first do so for the zincblende structure without spin-orbit cou-
pling. We will refer extensively to the derivations of the DKK and Kane parameters
in earlier chapters.

12.4.7.1 Hgg

The electron mass arises from the interaction of the conduction S state with remote
bands. We treated this both within a one-band and the Kane models. The largest
contribution stems from the P interaction with the top of the valence band I7s,
states. In the bulk, the latter was written as

A’k



12.4 Burt-Foreman Theory 307

Now we have

(S|palle){la| palS)-~
Hgg = ki
Mg l;;ﬂ_;z E- H[(l’)
=T Ak + Ky Ak, + k. Ak, (12.126)

wherelk\i = —iV;.

12.4.7.2 Hyy

Again, we give the bulk result as a reminder:

L'k; + M(k; + k2).

Now,
~ I (X|pclIS)USIpe| X))~  ~ ~
Hiy =k — ke = ke F'ky,
x "mgl; E — Hy(r) o
~ 1 (XIp D UIpe| X) o~ ~  ~
HE =% — Y S I % 2Gk,,
o 3,;: E — H(r)
B2 X\py I Z)UZ|py| X ~ X|p Y)Y |p-| X)~
HIS = y—22< IpyEI )l(q |yl >ky+k " ( IszI_)l(LI |p:| )kZ
mo e 1(r) my i(r)

B =Rh—2 3 <X|pvgxy>gxy|p»|X> +% h_2 3 (X|pellzx) (2l po|X)
0 1(r) 0 E — Hi(r)
=k, Hyky, + k. Hak.,
giving
Hyy = ko(F'+ 2G)k, + ky(Hy + Hy)k, + k.(H) + Hyk.. (12.127)

12.4.7.3 Hyy
The bulk result is:

Nkky,
where

N=F-G+H — H.
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Now,
~ B2~ (XIp:|IS)(IS|py|Y R
uly =B 5 KPS WSV 2
Mo lel E — H(r)
ate 1 5 K tinig 4 op
XY x5 E_ Hl(r) y . -
0 1yen,
~ I (XIp IS U1 el Y )~ ~
I
Hyy =ky— Z }E e ky = kyHik,,
0 jerys !
Hy3 :Ayh_ (XIpylles)leslpelY) e _ omk
m(z) lels E — H(r) -
giving
Hyy = k(F' — G)ky + ky(Hy — Hyk,. (12.128)

12.4.7.4 Hgx

The linear-in-k term is unchanged. For the quadratic term, in the bulk result,

Bk k.,
where
5 2 3 lpdedulpyiz)
)
mg lels —E
Now,
~ R (SIpyIY)(IY |p | X)~ =~ B (SIpMZYAZ|pylX)~
ns _ y z z y
Hex =k 5 E — H(r) ke + k_zz E — H(r) ky
0 l€F15 ! 0 IEFIS !
~ B~ ~ B~
= 23 y+ }5 7. (12.129)

The resulting Hamiltonian is given in Table 12.2. The three-band version (mov-
ing the S state into the remote class) is easily obtained by removing the S state
and changing the primed DKK parameters to unprimed. This Hamiltonian was not
explicitly written down by Foreman; an explicit form was first given by Stravinou
and van Dalen [232] and we give their form of it in Table 12.3.
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YH + H)Y A+ Y+ H) Y+
FOT+ DY
YCH + T+ YCH + TH) Y
WH = =Y+ O — DY YWoT+ Y

YCH = WY+ O - DY YH - T+ O — DY

~ ~

a/vmw R/vmnT ,«(W k/vm N(W »WW:T R/vmm N/vm
o~ Ow - Ow
41 d YT
(z| (&l

YCH + H) Y+ YCH + H) Y+
WOT+ A
KAWW NWIT NWW A/vm

a7

Ko

(xI

= (D49

9pUSqOUIZ 0] SISEq §7 UL UBIUONIWEH g PUBq-INo T°TT dIqEL
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Table 12.3 Three-band Stravinou-van Dalen Hamiltonian for zincblende. This includes the free-
electron term

1X) 1Y) |Z)
w2 | keAk, +k, Bk, + k.Bk. k. Ciky — kyCok, ke Cik. — k.Coky
Hyy(K)=—| . ,
2my kyCiky —kyCaky,  kyAky, +ky Bk, + k-Bk.  k,Cik. — k.Cyk,
%, Cik, — k. Cok, k.Ciky — k,Cok. k. Ak, + ky Bk, + ky Bk,
with
2m0
A= =T (F+26)+1,

2m0
B = = (Hy + Hy)) + 1,

2m0
C = 7(F G),
2m0
Cz = _452 (Hl - HZ)

12.4.7.5 Foreman Parameters

Foreman introduced a new notation for the symmetry expansion of the Luttinger
parameters. He introduced dimensionless

L XIS Lmg

o =— = ———
_ 2
3m0 ler E El 3R
1 [(X|pyl181)]? 1 mg
— N AAdpyitoyim o 1o 12.130
T T 3, 2 Tpo E 372 ( )
lelts
s ! )3 {XIpelly)> _  Tmo
3Wl() ler E—El 3 h2
12

In terms of the latter, the Luttinger parameters become [making use of Egs. (5.77)
and (5.78) and neglecting H, since the I's states are distant],

2m0 2m

= — 352(L+2M)—1~—1— 0(F+2G+2H1)_—1+20+47r+48
_2M0 1y a2 26— Hy) 128,
= =0 —T
V2T e 6h2 !
20 e M G H) =0+ -6,
= —— I~ =0 —
V3= T2 6h2 !

Writing the latter as a matrix equation easily leads to the inverted equations:
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o W IR PANAZES

7]l==-| 3 -6 0 )

) 2 2 -6 V3
Writing

1 1

y = 5()’3 + )= E(Va — ), (12.131)
we have

1
§=—-(14+y1+y.—3p),

9
3
T = 55 +u, (12.132)
1
=—=6+7.
o > +y

For completeness, we list the connection between Foreman’s parameters and those
of Stravinou and van Dalen, and the Luttinger parameters:

21"1()
A== (F+2G)+1=1-60 =120 = —(y1 +4p),

2m0
B =" (Hi+ H)+1=1-6m=—(-2p)

2

C, = %(F—G):&S—&y — 14 71 — 25 — 63, (12.133)
2m0

Cz = __h2 (H1 — Hz) =67 =1 +]/1 —2]/2.

12.4.7.6 Spin

We now consider what happens when spin is included. We first derive the six-band
Hamiltonian corresponding to the bulk LK one. The procedure is similar to adding
spin to the DKK matrix. However, we have to repeat the derivation since there are
terms that might not commute nor reduce to zero. At this point, we will leave the
Hamiltonian as general as possible so that it is applicable to arbitrary nanostruc-
tures; we will afterwards consider the simplications resulting for a QW. To simplify
the notation, we will not write out explicitly the free-electron term 7%k?/(2my).
Thus, it is implied to be added to the Hamiltonian when the latter is given in terms
of the DKK parameters. However, when the latter are converted to the Luttinger
ones, the presence of the free-electron term is explicit. We also note that the overall
structure of the Hamiltonian matrix is actually determined by the Clebsch-Gordan
coefficients. Hence, it is possible to write down a general form of the matrix that is
the same independent of the underlying k - p model.
Refering to Sect. 3.3, we have starting with the diagonal elements
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, 3 3
P ={(- =|H,p

3 3\ 1 . o .
5 3 —>—§((X+1y)T| kpl(x +1y) 1)

2 2

1 i
=(Hy1 + Hp) + E(le — Hyp)

2
1~
E{ (L + M)k + k(L + M)k, +k.2Mk,)
E{k (F — G — Hy + H)k, — k,(F — G — Hy + Hyk,}, (12.134)
pr={3 Yy 2] —1(H +H)+2H +i(H — Hy)
= 7 2 k-p 7 2 —6 11 22 3 33 6 12 21

{? (L + 5M)ky + ky(L + SM)k, + 2k, (2L + M)k}

— {k (F — G — Hi + H)ky — ky(F — G — Hy + H)k, ), (12.135)

O‘\

=L 1y,
“\2 2|7k

{l(L +2M)k + &y (L + 2M)ky + k(L +2M)k, )

1 1 1 i
— —V\=—(H H- H —(Hyp — H
5 2> 3( 11+ Hyp + Hs3) + 3( 12 1)

+§{k (F — G — H, + H)k, — k,(F — G — H, + Hyk,}. (12.136)

Now for the distinct off-diagonal matrix elements (writing k= k, —ik,)

s =2 3H
“ = \2 2|k

31 I _
(Hiz — 1H33) (12.137)

2 5>:_ﬁ

1~ - -~ - -
=5 {ke(F — GYkz + ko(Hy — Hok — ilky(F — Gk, + k. (Hy — Ha)k,1}
1 ~ ~ -~ ~
=-> [k_(F — Gk, + k.(H, — Hk_}, (12.138)
R S H, 5 ! ! (H H iH 1H>1)
— = _— )= —— — —1 —1
2 2 k-p 2 ) 2\/§ 11 22 12 21
1 ~ ~ o~ ~ ~ o~~~
= k(L — MYk, — k(L — M)k, — ik NE, + 5y NE DY, (12.139)
2\/5{ Y y y Yy }
c 5] H 51 l( Hi3 + H31 +iH: 1H3)
—C={(- = plz —=2)==-(— 1 —1
) k-p ) ) 3 13 31 23 32
(12.140)

1~ DU -
=3 {k.(F — G — Hy + Hyk_ —k_(F — G — Hy + Hy)k},
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31 11 1 V2
—-V20 = Hipl= =)= ——(Hy + Hyp +iHpp — iHy) — —H
0 5 2| Her|5 5 3\/_( 11+ Hy +iHpp — iHyy) 3 M
1 _~ —~ —~ o~ o~ -~
= m{kx(L—M)kx—i—ky(L—M)ky—2kZ(L—M)kZ
+ilk(F — G — Hy + Hyk, — k,(F—G—H; + Hyk,1}, (12.141)
Se 22 Yy L l—L(H+2H iH,; — 2iH3)
27—221(,;22—3\/513 31 — 133 11132
1~ -~ ~
= —— {k_(F—G+2H,—2Hy)k. + k-QF =2G+ H, — Hy)k_}. (12.142)
32
Further,
301 " 3 3 1 (st — iHi)
- — = pl= —=)=—— —1
) ) k-p ) ) ﬁ 31 32
1 o~ o~ —~ o~ L~ -~ o~ -~
=" A {k:(F — Gk, + ko (H, — Hy)k, — ilk:(F — G)ky + ky(H, — Hy)k_]}
1~ -~ -
=7 {ko(F — GYk— + k_(Hy — Ho)k.}.

The latter appears to involve the hermitian of S. To verify, we compute instead the
transpose matrix element:

SRR B2 AL P I(H LiHp) =S (12.143)
> 5| Per |5 5= NG 13 23) = 4. .
Thus
SN Y PP A W ! PP SIS R (12.144)
2 2|l T2f T \2 T2kl T2 T '

The resulting Hamiltonian is given in Table 12.4.

12.4.7.7 [001] QW

Having obtained the most general Hamiltonian, we now look at the specific case of
a QW grown along the [001] dlrectlon this is the case considered by Foreman [34].

In this case, k — k, and k — ky and they, therefore, commute. We obtain the
following simplifications:

303,
2 2|k

3 3\ 1 ~ o~
3 §> = 5L+ MY(K? +K}) + k- Mk, = —(P + Q),  (12.145)



314

12 Heterostructures:

Basic Formalism

Table 12.4 Six-band BF Hamiltonian in JM basis for arbitrary quantization

B3 B4 B-D B3 B 1B-)
P’ S_ —R 0 ks, —V2R
st P’ —-C R —20 —\/gz,
Hgpi1(K) = _RT —C1 P Sjr ;EJr —\/EQ*
0 Rt S, P V2Rt ~ 55+
~Lst ol \[fisl ViR P-4 c
_ﬂRT _\/gzt —\/EQ _LsT CT pre Ao

1~ PN P
3 {ke(L + Mk, + (L + M)k, + k. 2MK, )

1~ ~ o~ —~
3 (ke(F = G — Hy 4 Hy)ky =Ry (F = G — Hy + Hp)k.

1~ PO -~ -
P’ = G {ke(L + SMk, + ky(L + SM)ky + 2k.2L + M)k |

i~ ~ o~ -~
+6 {kx(F -G - Hl + HZ)ky _ky(F -G - Hl + HZ)kx}a

1~ ~ . PO ~
P — 3 {ke(L + 2M)k, + ky(L + 2M)ky + k(L + 2M)k. }

St

P

i~ ~ o~ -~
+§ {kx(F_G_Hl+H2)ky_kv(F_G_Hl+H2)kx}s

1~ PO PO A
= = ¢ (k@ = MOk, +R(L = MO, + 2Re(L — MO

+ ilke(F — G — Hy + Hyky — ky(F — G — Hy + H)k,1},

1~ o POy
Ve koL — M)k, — ky(L — M)k, —i[kNky + kyNk,1},

1 ~ ~ o~ ~
= ——= {ke(F — G)k; + k-(H, — Hy)k}

V3

1 ~ -~ —~
—3 {k(F =G — Hi+ Hyk —k(F = G — Hy + Hy)k:},

I~ PO
= _ﬁ {ke(F — G +2H, — 2Hy)k, + k.2F —2G + H; —

Hy)k).
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where
2 , o~ -
P = 2—mO(V1kH + kyiks),
12 y o~ -
0= %(Vzku — 2k yak2), (12.146)
ki = ki +k.
Similarly,
31 31 1 N -
<§ 5‘ Hip |3 §> = {(L +5M) (K + k) + 2k (2L + M)k}
12 ~ -
= —5— [0 = wkj + k(1 + 2m)k2)]
2my [ Y1 = Y2)K [4v2| 2)Kz
=—(P - 0Q), (12.147)
11 11 1 s~ -
5 3 Her |y 5)=3 [(L 4 2M)(k; + k) + k(L +2M)k. | — Ao
= —P — A,. (12.148)
For the off-diagonal elements,
33 31 1 -
<§ 5' Hy.p 3 §> = —E [k—(F — G)k. + k.(H, — Hp)k_]
= V3k_[(o — Ok, + k] =S, (12.149)
33 301 1 _
<§ 5' Hk~p 5 — §> = —m {kx(L - M)kx - ky(L - M)ky - Zlkaky}
h2
= 3 3[yalk; — k) — 2iyskoky] .
Now
= (ke — iky)? = ki — ky — 2ikck,y,
k= (ke +iky)? = k7 — k + 2ikck,.
Therefore
33 3001 R
<5 5‘ Hip |3 = §> = Z_Wl()«/?(yki — puk*) = —R. (12.150)
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Continuing
3 Uiy 13 1—1{?(F G — Hy + H)k_—k_(F — G — Hy + H>)k. )
2 2|72 T 2) T3t PR PR
= —[ki(o =8 — k- —k_(0 — 8 — n)k,]
= —k_[k(o—8—m)— (6 —6—n)k.] = —C, (12.151)
31 11 1 . -
Z S Heyl= =)= —[@—=MU+k>) = 2k(L — M)k
<2 ‘ k|3 2> 3ﬁ[( )k + k) — 2k k]
__m K — 2k, pok. | = —v2 12.152
——m—oﬁ[h”— k] = —+20, (12.152)
301 11 1 PN
o) Hy.p 373 =ﬁk_{(F—G+2H1—2H2)kz+kz(2F—2G+H1—Hz)}
1 PR
= ——k_{(c — 8+ 2m)k, + k(20 — 25 + 1)
\fZ { z }

3
—\/;E_. (12.153)

The resulting Hamiltonian is given in Table 12.5. Note that we have left out the
band-edge energies for simplicity. Using this Hamiltonian, Foreman showed that
the heavy-hole mass for an InGaAs QW can be unphysical if the conventional sym-
metrized Hamiltonian is used, but is well-behaved using his Hamiltonian (Fig. 12.3).

12.4.8 Beyond Burt-Foreman Theory?

Meney et al. [233] compared the BF Hamiltonian to the LK one and made a number
of interesting observations. For the eight-band models, they are very similar. For
the six-band models, there is substantial difference (up to 20 meV) between the
two at intermediate wave numbers (around 0.1 A=) but also they both differ from
the eight-band models, with the LK one worst. For the four-band models, there
was only a small difference between the two, again at intermediate wave num-
bers. Similar studies have recently been reported [234]. Other studies of the BF
model since were for QW’s with arbitrary growth direction [232, 235], QW’s with
wurtzite constituents [55, 56], and for a spherical quantum dot within the spherical
approximation [236, 237]. A study of the optical properties of QW’s [238] and of
nanowires of arbitrary orientation can be found in [239, 240]. It is, therefore, clear
that, by now, the eight-band BF model has been sufficiently studied for a variety of
nanostructures.
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Table 12.5 Six-band BF Hamiltonian in J M basis for [001] quantization. Note the overall neg-
ative sign. Foreman’s Hamiltonian is the negative of ours because he gives the hole energies as
positive; also, he has a different ordering of the basis states

33 31 3 1 3 3 11 1 1
530 B2 B-3) B3 13E) -3
P+Q -5 R 0 %S_ V2R
1 3
st pP-0 c —R V20 in.
Hpm(k)=—| R ct pP-o -si - /iz, V20or
0 —R? -8, P+Q —2Rr! %&
%Si V20 izt V2R P+aAy, —C
V2R \/gzi V2o Esl -t P44
with
R , o~ -
P=— (yk+kyk.),
2mo (Vl Theals24! L)
i y o~ -
= — (k? = 2k.pk.),
0 2my (VZ I V2 N)
R = fh—zﬁ(ykz — pk?)
2m0 B e
I PO
Sp = —~/3ks [(0 — Ok, + k7],
mo
h? ~ ~
C=—k [klc-8-m)—(0c—8—nk],
mo

K 1 2 1~ ~[/2 1
T, = m—oﬁki :[g(a —8)+ gn:|kz +%, [(g(a — 8+ gn]} )

Nevertheless, there are difficulties with the BF theory. Takhtamirov and Volkov
[241-244] have demonstrated that most heterostructure effective-mass equations do
not consistently include all perturbative corrections to the same order. In particular,
due to the presence of material interfaces in heterostructures, important contribu-
tions arise from couplings between near band-gap states and remote states that
must be accounted for (this fact is also pointed out in [20]). The fact that there
must be some so-called interface Hamiltonian has been well documented [245—
248]. In [249, 250], based on first-principles envelope-function theory, an effective
one-electron Hamiltonian is derived including perturbative effects of material inho-
mogeneity in agreement with the results of Takhtamirov and Volkov. An important
driving mechanism behind formulating effective-mass one-electron Hamiltonian
models as approximations to the real semiconductor many-particle problem is the
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Fig. 12.3 Heavy-hole mass of subband of InGaAs quantum well — comparison of different models.
Solid line is BF Hamiltonian, dashed is symmetrized, and dotted is uncoupled. Reprinted with
permission from [34]. ©1993 by the American Physical Society

possibility to obtain accuracy while maintaining fast computational speed in the
determination of electronic states and energies. This is essential for solving com-
plicated structures such as quantum wires and dots where ab initio atomic-based
methods are still too slow.

12.5 Sercel-Vahala Theory

In 1990-1991, Sercel and Vahala wrote a series of papers expounding a new formu-
lation of the multiband envelope-function theory and applied it to spherical quan-
tum dots and cylindrical quantum wires [36, 251-253]. The method is based upon
a similar treatment of the acceptor problem by Altarelli, Baldereschi, and Lipari
in the 1970s [30, 92]. The theory (within the LK framework) has subsequently
been applied to model quantum rods [254], quantum rings [255-257], and quantum
dots [258]. An extension to the Burt—Foreman theory and application to wurtzite
nanostructures [240, 259] and nanowire superlattices have been carried out [260].

12.5.1 Overview

The basic idea of the Sercel-Vahala (SV) theory is to re-express the zincblende
k - p Hamiltonian in a basis of eigenstates of total angular momentum F or of
its z-projection F;. This results from the vector addition of the envelope angular
momentum L and the zone-center Bloch angular momentum J (in direct analogy to
the coupling of atomic orbitals and electron spin in atomic physics). The envelope
angular momentum, being a spatial degree of freedom, is integral. The Bloch angu-
lar momentum corresponds to a spin-% particle. A formal feature of the theory is the
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treatment of the envelope function and of the underlying Bloch functions as func-
tions of spatial coordinates corresponding to different state spaces. What makes the
theory really useful is the simplifying assumption that the total angular momentum
(for the spherical problem) or of its z-projection (for the cylindrical problem) is a
constant of motion. This is certainly true when anisotropic coupling to remote bands
are neglected resulting in either the spherical or axial approximation. Furthermore,
Kramers degeneracy leads to degeneracy of the £F, solutions (this can be most
directly proven by observing that the — F, states can be obtained from the 4 F. ones
by applying the Kramers operator). The SV representation also reduces the three-
dimensional problem to a two-dimensional one when cylindrical polar coordinates
are used.

We now detail the theory for each of the two symmetries considered by Sercel
and Vahala, followed by application to wurtzite structures. For the latter case, the
reduction is exact, i.e., no axial approximation is needed. That this should be possi-
ble is already clear from work on the bulk band structure since the latter was found
to be azimuthal-angle independent. The theory has also been applied to the linear
strain Hamiltonian.

12.5.2 Spherical Representation

A complete set of commuting observables is H, F2, F,, where
F=L+1J. (12.154)

Hence, the Hamiltonian is block diagonal in a basis of eigenstates of FZ and F.. This
basis can be obtained by coupling those of the envelope and Bloch functions:

J L
k;F;F.;J, L) = Z Z (J,J.;L,L.|F, F.)|J, J.)lk; L, , L.). (12.155)

Jo=—J L.=—L

For the Bloch states |/, J;), Sercel and Vahala use a slightly different set of functions
from what is conventional (see Table C.2). Here, the envelope functions have also
been expanded in terms of a basis set. For a spherical problem within the flat-band
approximation (i.e., with a piecewise-constant potential profile), it is advantageous
to use free spherical waves. In the coordinate representation,

r0,¢lk;L, L,) = \/giLhL(kr)YLL‘"(O, ), (12.156)

where hj is a spherical Hankel function, YLL ¢ is a spherical harmonic, and k is the
radial wave number. The envelope functions form a complete set in envelope state
space, with orthonormality
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Stk —k
(k;L, L kL', L) = %% I (12.157)
and closure
Tp = Z Z f dkk?|k; L, L,){k; L, L,]|. (12.158)
L=0L.=—L

The conventional Bloch plane-wave basis can be written as
ks J, J2) = [K)|J, J;). (12.159)

The Hamiltonian in this basis is related to the new one in the total-angular-momen-
tum basis via a unitary transformation. In order to establish the transformation, we
need to express the plane-wave envelope states in terms of the spherical-wave ones:

k=3 [YLL‘"(.Qk)]* kL, L), (12.160)

L.L.

where £2x = (6k, ¢x) is the orientation of the wave vector with respect to the axes.
Then, the unitary transformation between the two envelope functions is

* 8k — k')
2
(12.161)

L Lk = 0 [P0 wir Lk L Ly = @]

L,L,
Using the closure relation for the old product Bloch plane-wave basis,
IT=Tp@Tr= (Y _|J.J)J.LI|® (/ dk k> /d9k|k)(k|>, (12.162)
J,J. 0
a wave function v in the new total-angular-momentum basis can be written as

(k; Fy Fz3 J, LIy) (12.163)

=k FiFaJ LI Y 10 I T ®(/ dk’(k/)zfdszkwk/ka)|w>.
0

J'J

This can be simplified using Eqgs. (12.155) and (12.161):

(ki FiFsJ, LIy) =Y Z Z (J. I L, L|F, F.)* (11T 1) (k: L., L.IK)

J' I Jo=—J L,=—

y / AKX k) / d 2 (7', JK )
0
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J L
= Z Z (J,J.;L,L.|F, F.)*

o Sk —k
[Carar fag [ri@o] o w

k2

X
S

Vot LF Y [aavi@] ki s,

\‘| Mh

(12.164)

This is, of course, the unitary transformation connecting the wave function in the
two representations. The Hamiltonian in the new total-angular-momentum basis is,
therefore, given by

(k'F'FZ;J L|H|k“F"F“J’ L)

L
Z > Z Z (J,Js L, L |F, E)*(J', J; L, L.|F', F.)

Jo=—J L;=—LJ/==J' L,=-L'
* ’
x/d.Qk /kof [Yff(gk)] [YLLS(.Qk/)] (k: J, JIHIK: T, ).
The old Hamiltonian is diagonal in k:
(k: F3 F,; J, LIHK; F' Fls ' L)

J L J' L
=2 Z 32 D0 Vb Ll R WL L )

Jo=— —LJ=—J L=—L'

« / a2 f asz [vf 0] [rt 0|k LUK 77, I8 K082 20)
L J’

J L
=Y > > > (L JsL LF. F)*(J . J;L L|F F])

J.=—J L;=—LJ/=-J L,=-L'
x f d [/ @0 (Yoo &g LIHIG T, I8k = k).
Hence,

(k; FiFos J, LIH |k F's F2 T L)

J L J' L
= > > > Z (J,Js L, L |F, F)*(J', J, L, L.|F', F.)

Jo=—J Ly=—L J/=—J' L=

x /d 2 [Yfz(szk)]* [Yf,9(9k)] (ki J, | HIk: J', J)). (12.165)
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We know from angular-momentum theory that L, = F, — J; and L = F] — J..
The key result here is that the old Hamiltonian is not diagonal in J. This implies
the Sercel—Vahala model goes beyond the J = % subspace and includes J-subspace
coupling (e.g., as in Kane’s eight-band model). Note also, though, that Eq. (12.165)
is really diagonal in F and F,. Finally, Sercel and Vahala used real Clebsch-
Gordan coefficients; we have left our expressions in terms of more general complex
Clebsch-Gordan coefficients.

12521 F=1,F, =+!

We can now start looking at individual blocks of the Hamiltonian. We start with
F = 1 L F, = :t' The two F, = :l:2 subspaces are degenerate due to Kramers
degeneracy Taklng the old Hamiltonian to be an eight-band one, we have, using

F=L+J5Fz=Lz+Jza

that the only allowed coupling of J and L are

J,L)= 10 l1 31 32'
r0=(30)(31)-(G1)- (52):

i.e., there are six ways to get the required (F?, F,). These combinations, together
with the Clebsch-Gordan coefficients for the uncoupled states, are given in
Table 12.6. The absence of hh states will be explained later. We now show how
the matrix elements (J, L|H|J’', L') are obtained. For example,

1 1 11 1o\/11 1 R
A H |z 1) =(=,2:1,0]z,1){5, 21,0/ =, 1) [d2 (¥ (YD) H.,
2 2 22 2 [\272 2

1 11 1 Lol
<§1 ‘571><§9_59191‘5’1>/dQ(Y1) (YI)HCC
+ L1 ! 1'1 1 : 1 /d.Q(YO)*(Yl)H
21 = 7 2’ 29 ’ 27 1 1 cc
+ ! 1 ! 1'1 0 ! 1 /dQ(Y‘)*(Y")H
25 , a 7 2927 ’ 27 1 1 cc
1
3

h*k?
>y cc — cc — E P
3> * 2mg

g

The 6 x 6 block diagonalizes into two identical subblocks. Sercel and Vahala
obtained, e.g.,
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1 3 1
3:0) 2 1) 1)
k> s /2 /1
red E.+ 5%k —1\[§Pk —1\/;Pk
i

2Pk B - g2k V2
N L2 2
1\@Pk OVl Ey— Ag— Sk

(12.166)
where the three states are, respectively, the conduction, light-hole ({/) and split-hole
states. Note that, in general, the /4 contains a mixture of J, states (Table 12.6).
Heavy-hole states do not appear until F = % [36]. Sercel and Vahala now solved
the spherical-dot problem. We will instead focus on the solutions for the cylindrical
problem.

12.5.3 Cylindrical Representation

A complete set of commuting observables is H, F,, P,, where P, is the component
of the envelope linear momentum along the z-axis. F; (but not F) is a good quantum
number.

12.5.3.1 Hamiltonian

The Hamiltonian is block diagonal in this basis:

H = Hr. (12.167)
DF.

Because F is not a good quantum number, it is now better to work in an uncoupled
angular momentum representation:

k.. ky, Fo. J, 1) = |J, L)k k. L, = F. — I.). (12.168)

Hence, Clebsch-Gordan coefficients are not required for this step. The envelope
function |k, k|, L;) is an eigenstate of L, and P,. The cylindrical coordinate repre-
sentation is

iL- ) .
(0, ¢, zlk;, kyy, L) = EHLZ(kHP)ClL“”e‘k:Z. (12.169)

The basis has cylindrical symmetry and is orthonormal:

5(ky — k|
X =K sk, — k).

(12.170)

(k. ki, F, J' Jlke, kg, Fo, J, J2) = 86, m185. 0801
Il

We still have the conventional Bloch plane-wave basis written as
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k; J, J,) = |Kk)|J, J.). (12.171)
Here, however,
k) = 1) k) = e Ze“L M1k, L), (12.172)
giving
A . ‘ o 8k — k)
(k\/|’ L/ k) = elk;Z Ze—letﬁkH . L |k||, L) = e1kzze—1LZ<}>kH Hk” Il
o Sk — k)
= |k;) e ety LI, (12.173)
ki
The closure relation for the old product Bloch plane-wave basis is
T=Tp 27k (12.174)
oo o0
(S s e (/ dk &y fd¢k|k|><k”|> ® (/ dk. |kz><kz|>,
T 0 0
and a wave function v in the product basis can be written as
(kev ks Fey J, JW) = (kav by Foo T, 2| (12.175)
o0 o0
< [ D1 | e (/0 dknk\\/dmlku)(an) ® (/0 dk, |kz><kz|) V).
I

This can be simplified using Eqs. (12.168) and (12.173):

<kzv kH» sz J9 th”)

- (Z(J, VANV JZ{|)(/0 dk/ k ’/dfm /Ooodk; (kz|<kH,Lz|k"|>|k;))

J'J!

x () @ (k1) 19)
=/0 dk| k| fd‘thf Ak (k| (ko LK) ((J, J2] @ (K[| @ (K.]) [¥)

%0 8(ky — ki) ST b
= [ 4k fae o [k ke s
0 I 0

_ /d(ﬁkue_i(FT_JZ)(pkH (K, J, J.|¥). (12.176)
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Finally, the Hamiltonian is given by
(k;, k\/l’ sz, J', J£|H|kz, ky, F;, J, J;)

_ /dqﬁk‘/‘ /‘d¢kuei(Fz_]Z)¢k”_i(FZ_J:)(pki‘ (k,, J/, JZ/|H|k, J, JZ).

Again, the old Hamiltonian is diagonal in k and one angular integral becomes unity
(note that the measure of 2 was not explicit written down):

(K, Ky, FL T T H ke ks Foy T, )
= [ao [aone ™M G i g
x3(ke — kDB — ki )0(x, — )

_ /d(pk“ei[(E—J;)—(FZ’—J;/)WkH . 7', JIHK, T, 1)k, — KDk, — K)).

Therefore,

(ks Ky, FLL 07, T Hk,, Ky, Fey T, L)

= % Ozﬂdqskei“Fz‘Ff’)‘”:"Wk (k,J', JNHIK, J, J).  (12.177)
In the old basis,

k, J', Jz,|H|k, J, J) ~ ei(ijf,)‘f"‘u7

and the angular dependence in J, goes away; for the integral over ¢ not to be zero
we have F, = F.

12.5.3.2 Four-Band Model

Within the axial approximation, the four-band model is exactly solvable for a cylin-
drical quantum wire [252]. The method of Sercel and Vahala is to expand the solu-
tions inside and outside the quantum wire in terms of the cylindrical functions and
to match boundary conditions at the interface.

12.5.3.3 Bulk Solutions

In the product space of well-defined F, the four-band Hamiltonian looks exactly the
same as the one in the conventional basis except for the replacement k, = k, = k.
This can be shown by using Eq. (12.177) and the conventional Hamiltonian (e.g.,
Table 5.3). The new Sercel-Vahala Hamiltonian is given in Table 12.7. It is now
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Table 12.7 Four-band Sercel-Vahala Hamiltonian. Also note the conventional negative sign
outside the matrix

33 [F=3) [53)[F=3) |5 -3)
P’ -

Fots) 13 =3)[F+3)

R 0

Hgy = — -5 P” 0 —R
R* 0 P )

0 —R* —85* P’

with

2

.k
P'=—{n+ vk + (y1 — 2)k2}
mo
" h2 2 2
Pl =S {n = vkt + (1 + 272k}
mo

2

I
S = — 23k k.,
2mg

necessary to obtain the bulk solutions. It is clear there are analytic solutions since

the four-band is exactly solvable even without making the axial approximation. By
direct substitution, one can show that the four eigenvectors are

kﬁ+4/2<12 2_k; _\/3 zk_l‘f‘z

‘g"\\ ky 2%, ki +4k?
by =| % |y = [ V3 Ly =] B oy = AR |,

1 0 1 0

0 -1 0 —1

(12.178)
with eigenvalues —h%(y; —2y)k? /(2mo) (twice) and —Rh*(y +2y)k?/(2mg) (twice).
If S = 0in Table 12.7 (occurs when k, = 0), the matrix decouples into two 2 x 2

subblocks and the coupled states are [22), |3 — 1) and |31), |2 — 3):

212 21"
1
= = = = _7§
|hhy) | 1hh2) o |1 1|1 0
0 -1 0 -1

(12.179)
The corresponding values of L, for the above four states are, respectively, L, =

F,— %, F,— %, F, + %, F, + % and, depending upon the actual F;, value, they have
opposite parity.
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12.5.3.4 Envelope Functions
The quantum-wire envelope functions can, therefore, be written as

ku+4k JF,,(khhp) kH JF_j(khhp)

«fkﬁ
hhl _ kH Jng(khhp) s, gtz — \/—JFz*%(kh”'O) ok
o Jroi(k 0 ’

F+%( hhP)
0 JFZ+%(kth)
N (12.180)

—«/gfpz_%(kmp) T Jr-3(Kinp)

2%, KR
o % Jr- 1 kinp) ik G h2 _ Efkﬁ S 1 (ki p) oikez
Fo= yQp, =
- J}«‘z.t,_%(klhp) ) JF;+%(klth)
0 0

where the angular dependence is left out. Note that not all the Bessel functions
will go to zero at the origin. A quantum-wire eigenfunction is then

Y. = Alhhy) + Blhhy) + Cllhy) + Dllhy). (12.181)

12.5.3.5 Infinite-Barrier Solutions
For a quantum wire of radius R with an infinite barrier, the energies are given by the

solutions to the following determinantal equation [36]:

~V3Jp 3k R) 32T 3 G R)

kg:k Jr_1 (R 2= Tp s (ki R)
Pedp 1R N3Jp_1GaR)  F=dp (kR
~E R —0.
Jr 41 (ki R) 0 S 1 (ki R) 0
0 Jr. 43 (knn R) 0 Jr 2 (kinR)
(12.182)

Note that the determinant is not symmetrical.
For k, = 0, only hhi and [hi are coupled:

Fo= ot
z 2 .
\/%Ll 0 —V3J_, 10
[hhy)= 0 |hha)= \/§Jo )= 0 [thz) _EJO
J_H 0 J—H 0
0 -0 0 -
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Fo=—3: (12.183)
%Lz 0 —V30. 1OJ
mo=| O [ = V3J umy=| O diny=| ~ V3!
Jo 0 Jo 0
0 —Ju 0 .
F, = +3 :
¢ = Ty
o 0 —/3J ?J
= O [wn= V34, =] 9 =] B
J 0 > 0
0 —J3 0 —J3
3
F,=—=:
2
%1_3 J_o —3J_;3 1()]
=] O Liaan=| V32 |- 0 dmy=| V3R
J_1 0 J_1 0
0 —Jo 0 —J

Next, we note that
J_n(kp) = (=1)" J,(kp).

Thus, we can label the states as being either even or odd depending upon the parity
of the Bessel function. For F, = :I:%, we see from Eq. (12.183) that the odd states
can satisfy the boundary condition independently for the 22 and /h components,
i.e., hh and [h are uncoupled. For all other states, the Bessel functions cannot be
simultaneously zero; hence, a linear combination is required in order to satisfy the
boundary condition, leading the ~h—/h mixing.

12.5.4 Four-Band Hamiltonian in Cylindrical Polar Coordinates

We now derive the four-band BF Hamiltonian in cylindrical polar coordinates for
zincblende. This has application to problems with axial symmetry, e.g., cylindrical
quantum wires and circular quantum rings. Both problems have been studied within
the LK model [36, 252, 253, 255-257].

We first give the Hamiltonian (Table 12.8) before the derivation. The Hamiltonian
in Table 12.8 is similar to the one given by, e.g., Planelles et al. [255] in the limit of
LK, constant Luttinger parameters, and zero magnetic field (except for differences
that can be accounted for by interchanging the sign of the second row and column).
Note that they set iz = mo = 1 and their factor of 1/2 is inside their matrix elements.
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Table 12.8 Four-band BF Hamiltonian in cylindrical polar coordinates for a zincblende quantum
wire. E,(z) is the valence-band offset

133) 133) 13-3) [3-3)
P S —R 0
R t
Hyr(F) = 5 — Sk =€ R T,
| —rl —ct P S,
0 R} s P,
where
Lt a0 3 i+ 3\’
P = =2y — — L 2
| (V1+V2) b p az()/1 J/z)aZ 2 75
(F-=3)[ 9 9
+—= | (1 + )= (Cr+ C)— |,
2p ap ap
9 3 -y 9 D) 1\’
P, = — — — — 4+ — 2 F,— -
> ap(m Vz)ap +— o *t3 (V1+ J/) o \F73

(F.—3) [0 9
+—= | = (C1+ )= (Cr+ C)— |,
6p ap ap
9 9 (n—r)d 9 3 =) 1\?
Py= —(n—y)ae + 2 g 2y - 1/1727/2 (Fz + *)
ap a0 9z 0z P

p  Op

(F.+35)T 9 3
—— B*(C1+C2)—(C1+C2)* ;
o ap

6p
()’1-1—)’2)3 il 3 ntr) 3\’
Py = — —2p)— — —F— | F, + =
"= 3, (V1+V2) o az(Vl J/z)aZ pe a5
(F.+3)[ 8
By (Cl +C)—(Cr + Cz)*
P
g_ Lo 9.0 +(F—)'C8 .
1—\/§ 0 181 9z 28,0 P I 1az oz 2_ ,
o1 ]a .8 8 .09 (F-H[a 3
si=— A RN Lt L) ey 1
V302 dp  dp oz P 0 a
1o o0 o _ 8 FE+Do 3]
S$=—1—Ci———Cr—+—2| —C - Ca— |,
*T ez e e oz o oz ' oz
o1t fe a8 8 (FeAH[Le 8]
Sl=—1-—-Ci———Cr————2C— - —C|{,
2T Ao taz ez Cap o | ‘oz oz
9.0 (FA4+YH_. (F-H_o FE-1)-3_
Ri=v3{—y—+—"—2 -5+ Zy— + —7
ap” dp p 0p P ap p
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Table 12.8 (continued)

9.0 (-3 o_. (F.—-%)_.08 FF.-DH-3
T ~ z 2 ~ 4 2)~ \tz 4~
Rl=V3{—yp— -2 5 Yy —+ Vi
! ap’ dp o dp o ap 02
3.0 FE+3)a. (FE+Y)_.0 FMFE+H-32_
boo [Py (DL (RaY o0 R
ap " dp p 0p P ap P
90 (F-Yo_. (FR+i)_.a FFE+D-3
i ~ z 2 ~ 4 2)~ Lz 4~
Rl=V3{_—y— -2 _5— V—+ Vi
? ap’ 9p o dp P ap 02
c=1 a(C+C)a a(c +C)8+(FZ+%) 8(c +Cy) (C+C)a
3 az ! 28,0 8,01 >z az ! ’ ! Yozl
o= e v ol 4 D) D¢+ (Cr+ )
T A T ez e T e 0 az T2 A

12.5.4.1 Conventional Basis

The procedure involves first taking the BF Hamiltonian in the conventional basis and
replacing all the cartesian differential operators by their cylindrical counterparts.
Here, we will do so explicitly for a quantum wire with [001] axis. We will need the
following results:

X =pcos¢, y=psing, z =2z,

ad sing o
— =Ccosp— — —, (12.184)
ad a p 09
ad . d cos¢ 0
— =sing— + ,
ay a p 0¢

and, therefore,

8|:A 8}_ 8|:A } sin¢8|:A ]
P (r)a—x cos? ¢ (r)— 2 00 (r)sm¢a¢

—s1n¢cos¢— |:A(r) 8:| sing 9 [A(r)cos¢> ]
oL p 99 p 3
ad a1 . i 9 cosqbi
a5 |05 =gy a0 |+ T [ameosorg |
+51n¢cos¢— [@i}+cos¢ 9 |:A(r)sm¢ ]
p 99 a¢
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a a0 d s1n¢ ad

Py [A(r)a} = s1n¢cos¢ |:A( )— ] — p2 8¢ |:A(r)cos¢> ¢i|

A(r) 9 ]_ sing 9
p ¢ 3¢

+ cos ¢—[ |:A(r)sm¢ i|

A 0 . 0 A 0 cos¢ 8

—sin2¢ap [A(r) 0 ]+ cos¢ 9 |:A(r)cos¢ i|

p 09 p 3¢

o 97 3 871 sing o 7

PP _A(r)a—z_ = cos¢% _A(r)B_z] — ) 3(]) [A(r)— , (12.185)
I am L] =coso L am | -2y 2 ]

az | rax__cosqﬁaz_ o p 0z raqb_’

o[ a1 . 9T 0 cos¢ 9 0

5 _A(r)a—z_ = smqb% _A(r)a] + 5 % |:A(I’)a—z_ )

a2 ] = sing _A(r)i] L 90 [A(r)i_

az [ Toy | az | op o 0z a¢ |

We now apply the above transformation to the Hamiltonian in Table 12.4. Note that

N ~ 9
ki [A(K;] = ™ [A(r)g]

and we will convert from the DKK parameters to the Stravinou-van Dalen ones,
which brings out a factor of B2 /(2mg) but we will leave it out of all the matrix
elements, except for the final Hamiltonian of course. We have

1~ -~ SO PO -
P'= 2 {ke(A+ Bk + k(A + Blky +k2Bk:} + 5 {ke(C1 + Codky = ky(C1 + o)k}
-2 aepl s Lasply Lopd
T2 | ox ax  dy dy 9z 0z

8(C+C)a a(C+C)a
ax ! 23y ay : > ox

RETEN S B TE N
=219 [( " )ap} 7 9 [( - )S‘“"’w]

cos¢ o

A+ B sing o
+ g 4 Breosog ] -

p ¢
cos¢p 9 9 9 (C1+Cy) d
3(]5 [(A+B)sm¢ ] 237235}_5{8,0 [?Bqﬁ}

|:(A + B)cos¢ ]
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cos¢ o
p 09

S""i’a[(c +Cy)cosp— ] COs‘z’a[(c + Cy)singp— “
pr gl gl e el ¢

U Tl L [t B 00
__2{ap[(A+B)ap} 7 ¢>[(A+B)a¢} P ap”azBaz}
1{7[(C1+C2) 3j| 10 (C1+C2)i
2 |ap p ¢ pog p? 09

sm ¢ 0
¢

|:(C1+C2)s1n¢ ] |:(C1+C2)cos¢ ]

[( - cz>—] } 12.186)

The A, B, Cy, C, are the parameters of Stravinou and van Dalen; we will re-express
them in terms of the Luttinger parameters at the end. Equation (12.186) is at this
point quite general in the sense that the material parameters have arbitrary spa-
tial dependence. We now restrict to the case of a cylindrical quantum wire with
possible modulation in the z-direction (e.g., a modulated nanowire [261]), and we
will, therefore, also give the results for when the parameters only have radial and z
dependence. This gives

2
P,__l{a[(AJFB)_] (A+B) 0 +(A+B)i+2333}

29 P ap? p 0p 0z 0z
__{ [(C1+C2) 3} [(C1+C2)ii|+(cl+cz)i}
2 |op p | ¢ p dp p* 3¢
_ (J/1 +72) 0 ()/1 +y2) 8°
——(yl+y> e =2 e e
i 3
- Ci+C Ci+ Cy)—
2p{ [(1 & ¢} a¢[(1 ) “
Continuing,
P’ = é [ku(A + 5Bk, + k(A + 5Bk, + 2k.2A + B)k,)
+% [K(C1 + Cky — &y (C) + CoE, )
_ 1 a1, 10 (4458 0
= 6{ap [<A+53)ap}+ 799 [(A”B)ar/»} P
3 3 (C1+Cs) 3 19 3
R B bl e R (R

(€ ;CZ_)%} (12.187)
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9 3, n—y)d n—y) @
= %(Vl - )/2)8— + 1—2% —(Vl +2)/2) Ip—zzaqbz
i 0
“op { |:(C1 + Cz)an 9% |:(C1 + Cz)—“ (12.188)
5=~ BOR - KGR
v = g ikak ok 2kt
:L{cos¢|:iCl i sin ¢ |: 1——iC2ii|}
3 ap 8 P dz 0dz ~0¢

i ad ad ad d 0 0 0
:EL {Sil’l¢ |:—C1— — —Cz—:| + cos¢ |:—C] —CQ—:H
J3 dp 0z z Top p |Lop 09z 9z “9¢

irTo 9 o9 _ 9
+21 [—Cl— - —cz—”, (12.189)
plLdgp 09z 0dz “d¢

Sl = S_,
T_el<f>”a R a} l|:8 a9 a]}
VT A Lez Tap ap ozl ploz 'ag ag oz )
S, = —— [k, Cik_ — k_C>k,
s }
6 (ra 9 9 9 ifo a8 o 0
- {[—cl— - —Q—} L [—cl— - —Cz—“, (12.190)
V3 Loz 9p  dp Tz pldz 0¢p 0¢ "0z
sh= .ok —RoR)
: V3
_ew{[aca 8C8}+i[8ca 8C8“ (12.191)
~ A llae toz ez Cap ap ‘oz 9z “od | '
1 o~ o~ o~ o~ . o~ o~ o~
R = —{k(A - Bk — k(A = BYky —i[k(C1 — Co)ky + Ky (C1 — Cok. ]}
23
- L{cosz(pim gy o 209 B)—+Sm2¢(A B
23 dp ap  p> 39 ¢ p? ¢
B Snzd)i(A B) 9 sin2¢ 9 A )i B COS2¢(A_B)i}
p 8¢ o 9 ap ap
n i {sn2¢) e )8 sin2¢ 9 e —o 0
L —cnl o
2V3 ' op  p* B¢ el
2 3 (C,—C) d 20 9 )
_ cos o) Mi_i_cos ¢7( Ci -yl

C CHr)— 20—
- 2)¢>+C°S¢ 0 b o 99 3
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sin 2¢

d
(Cy — Cz)*}
ap
) 0 cos2¢p a ad sin2¢ 0
= \/5{005205*)/2* 36235 2 738
o T p2 g 99 p* o
0y 0 sin2¢ 9 0 cos2¢p 0 ’
V. -V
dp p I¢ p 93¢ " dp P ap
a d in2¢ o d 2 d
—iv/3 {sin2¢—ys — — Mfysf o ¢J/3
3ap’7 0 p? 3¢ g ¢
9y 0 cos2¢ a 0 sin2¢p 0 }

+ cos2¢p——— + —_— -3
ap p ¢ P 8¢ 2 9p o ap

1 o
a0 o 2 o T 02 o9 appae  pog oo
1.9
_fyf}, (12.192)
p°ap
R, = Ry, (12.193)
—y (a0 1. 92 i9 9y 9 id._9d
R; szyz ﬁel2¢ 7)/7_72)/72 *27/74‘ 717_*_77 e
dp”" 9p p* 09 dp ~ 9p p 3P ¢ ap
1.9
2y 2t (12.194)
p’ap

- L _
c=-3 [k.(C) + Ck_ —%_(C) + CE.)

_1 d c c 0 0 c c d sin ¢ c c
=3 cos ¢ a_z( 1+ 2)3__8_( 1+ 2)3—Z -, (1+ 2)—¢

d 0 0
——(Cl + Cz)—:“ - = {smd) [3—Z(C1 + Cz)% - %(Cl + Cz)a]

d¢
e [—(C +C)———(C +C)—“
1+ g = 55O 6

e nen® P ciend] Coac
—T{[a—z(ri- 2)8——%(14- 2)&}—;[ (Ci + 2)—¢

_ﬁ(cl + Cz)—:“ (12.195)

=Lt - L+l [ +c

_?{[B_(l+ 2)3_z_3_1(1+ 2)%} —[ﬁ(ri- 2)—

__(Cl +C2)%:|} (12.196)
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12.54.2 F,-Basis

For problems with axial symmetry, one can use the following state (i.e., in the F,
basis):

i 3
¥(r) = gsz(p,z)el(ﬂ—m(t S

JZ>. (12.197)

Then, the matrix elements given earlier are obtained.

12.5.5 Wurtzite Structure

For problems with cylindrical symmetry, it is still useful to derive the equivalent
Sercel-Vahala theory; this was first done by Lew Yan Voon et al. [58]. Using expres-
sions from above, we have

3 i
kj:k—ki—ei“l’( ii—),
o pdd

and

~ ~ d a
—k: A0k, = a—ZA(r)g,
) A3 2 2) )

19 3 [A®) 3 i9 9
)
¢ ¢ 0 p 0¢ p 0P op

,O
¢ 0 10

~ -~ ~, 0 a 1 (0A()) 0O A(r) 9°
- (];xA(r)kx + kyA(r)ky) = 8_ <A(l’)a—) + P <W> % + 7374)2

A(r) 3
p op

If A(r) = A(p, z), then
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PO 3 3 Ad A d?
— (ky Ak, + Ky Aky) = A + +

ap \"op) T pop  p2ag?
-~ - . A 9 id ] 9 A 3
e R ) )R
p \dp padg dp \ 9p p* 3¢

9 (A D A 9
il (——)ii— }
ap \ p ¢ p 3¢ap
SN (8 (. @ 9 [ 9 Ad (9
—(kiAszrkZA@):ei“f’ Tal)+ Z(al)+i2 2 (2
ap U 9z 9z ap p 9¢ \ 03z
! a <A/ 8 )}
o (22
az \ p 3¢

We see, from Table C.9, that J, is well-defined for the product states. Similar to the
ZB case, the Sercel-Vahala wave function can be written as

Y =Y fOlu) =Y filp, e (1)) = Y filp, (L))

(12.198)
Then, the new matrix elements are given by

(i (TN H (1)) = (i (J)le =P HS 09y 1,)). (12.199)

The SV transformation can now be applied to different Hamiltonians.

12.5.5.1 Symmetrized RSP Hamiltonian

We start by transforming the symmetrized RSP Hamiltonian. In Table 3.8, the sym-
metrized Hamiltonian has

hz _ _ _ _ _~
A= — [EzAlkz + ko Aok, + kyAzky],
2m0
hz - - _~ _~ —~
0= [k.Ask. + ke Ask, +&, Adk, ], (12.200)
n N
12 - .
K = — (ke +iky) As (&, +iky),
2m0
w1

= 2mo 2 [(Ex + i7€y) A67€\Z ~|-/k\ZA6 (k\x + i’k\y)].

In the SV representation (and leaving out factors of 4% /(2m) for now), we have
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2
) = _e iFe=Tnp J Z A i 9 Azi + 22 A2 9 + 22 Az 9 elFe= T
3z oz 8,0 ap o dp  prag?
9 F,— J.)?
_ al LA B J) | (12.201)
82 8 p 0p p?
? 4 0 F.— L)
0 = 3 Asd ) Ast, (12.202)
9z 8 P 8,0 0?2
2
K = —oi(F—h),i2 1oy, 9 as Q) _As 0
p ) " op dp p? 99?2
2
. ( ) } i(F.—J)¢
p 09 o 8¢8p
B 9 F.—J)F.—J,—1 9 (A
__1° A57 +( z z)( z z )AS_(FZ_JZ)* 75
op dp p? ap \ p
—(F; — )— — } (12.203)
p 9p
1 . 9 9 9 9 Ag 0 [0
H=——eiFmmogio | T (4 7)1 2 (a4, 2 )42 2 (L
2 ap dz 9z ap p ¢ \ 0z
3 [Ag 0 ‘
i ( 6 )}el<Frh>¢ (12.204)
az \ p d¢

U (D) () ol (%)
~ 209 %2 9z \"%ap ©T p az Oz \p )

In the above, we have used J; = J,[u;] and explicit values in the top 3 x 3 block
of the Hamiltonian. The appropriate J, values should be used in the transformed
matrix (i.e., the value J, need not all be the same) but what is common is that all ¢
dependence goes away.

Indeed, it is found that all ¢ dependence drops out following the SV transforma-
tion, without making an axial approximation as for ZB. The validity of this result
is due to the axial symmetry already found to be true for the bulk dispersion rela-
tion [46]. One difference compared to the bulk case, though, is that the lateral quan-
tization now prevents setting up the unitary transformation that block diagonalized
the bulk Hamiltonian. Hence, we here still have to solve a 6 x 6 matrix. The full
matrix is summarized in Table 12.9.

12.5.5.2 MU Hamiltonian

The Mireles—Ulloa (MU) Hamiltonian [55, 56] results from the application of Burt’s
envelope-function theory to obtain the equivalent of the D33 matrix, Eq. (3.71), for
WZ heterostructures. Just as for the ZB case, the result is the presence of nonsym-
metric terms in the Hamiltonian matrix elements. Thus, the heterostructure D33
matrix is given by
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Table 12.9 Six-band RSP Hamiltonian in SV representation

luy) luh)  luy) luy) o lus) o lug)
F —K' —H' 0 0 0
—K G H 0 0 A
H=|-H H A 0 A 0 |,
0 F -K H
A -kt G -Hf
A 0 H' —H A
where
F=A+A,+A+0,
G=A—Ar+ ) +6,
A =24,
B2 ad d d ad Ay 0 F.— J)*
A=—— 1A+ —|A— +f2f—¥f\2,
2mgy |0z 9z  dp ap p 0p P
P K Y OV W I G )
T 2mo |0z ez ap \tap p dp p? e
R? d d (F, —J)F,—J,— 1) d [ As
K=—-——1{—|A5s— )+ A57(Fz7‘]z)* -
2mg | dp dp p? ap \ p

gL OV W W WY V3 RN 1
T T 22me oo %8z 9z \"Cap TR e T e )

D= (12.205)
1X) 1Y) 1Z)
TeLiky + &y MKy + . Mok, T Niky + &y Nk, T Nok, + . Nyky
kyNiky +k Nk, Tee MKy + Ky Liky + k. Mok, oy Nok, + k. Njk,
k. Nok, + &y Njk. k. Nk, + &y Njk. e Mk, + &y Mk, + k, Lok,

The new parameters can be related to the RSP ones (Table 12.12). First, with spin
and in terms of the |u;) basis, one gets the 6 x 6 matrix in Table 12.10. This was
obtained as follows:

~ 1
Dy1 = (u1|Dexslur) = E«X +1Y) 1 [Dexsl(X +1Y) 1)

1 .
= E[D“ + Dy + (D12 — Day)]
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Table 12.10 MU Hamiltonian in LS basis for wurtzite heterostructures [55]
[u) luz) |uz) 1729 us) o)
511 + A+ A 512 513 0 0 0
D, Dy+4,—4A;, Dy 0 0 A
H= D, D, Ds 0 A o 1.
0 0 0 Dyp+A4+4; Di, Dn3
0 0 A D Di+ 4, — Ay, D
0 A 0 Dl, Dl, Dss
where
Dy = E{" (L1 + M)k, + Ky (Ly + M)k, + 2k, Mok + ilk (N1 — Nk, — ky (N —N{)E]},
- 1 PN ~
Dy = E{ (L1 4+ MR, +Ey (L1 + MR, + 28 Mok, — ilke(Ny — NDE, — Ky (V) —Nl’)kx]},
Di3 = D33 = k M3k, +7(\yM37(\y +k. Lok,
" I~ 7 T 7 o NG T NG
Di2 = =3[Rl = M)k, =L = MR, =il (V1 + NDE, + T, (N1 + VDR,
Dy = —— {2 Nok. + . Nik. }
13 = \/E —1V2K; 4V =1
Do = — RN +ENE L,
2
~ 1~ ~
Dy = —§k+(L1 — Mk,
~ 1~ o~ o~
D3 = _E{kzNZkﬁ- +k+N2kz},
~ 1
Ds = ﬁ{k Nk + kNI, ]
1 (~ —~ —~ —~ —~ ~
- E{kx(Ll + MRy + &y (L1 + Mk, + 2k Mok,
i [ (V) = DRy = Ry = MR |
~ 1 . )
Dy = (uz| Dexglutz) = §<(X —1Y) 1 |Dexsl(X —iY) 1)

1 . ~
E[Dll + D2y — (D12 — D2y)] = Dy

I~ ~ o~ ~ PPN
= SRy + MOR A+ Ry(Ly + MR, + 2K Mok,

2
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=i [V = NDR, =y (V1 = NDR] |,
D33 = (us| Doxslus) = (Z 1 |DoxolZ 1) = D33 = ke Msky + ky M3k, +k, Lok,
- 1 , .
Dy = (u1|Dexeluz) = —5((X +1Y) 1 [Dgxol(X — 1Y) 1)
1 .
= _E[D“ — Do —i(Dy3 + Dy1)]
1~ BN ~ . ~
= —z[kx(Ll — My)ky—ky(Ly — MRy —i [k (N1 + Ny 4 Ky (N1 + N ] }
1~ ~ —~\ . ,
= =5k —ik\)(L1 — My) (ke —iky) if Ly — My = Ny + Ny,
- 1 , .
Dy = (uz|Dexslur) = —5((X — 1Y) 1 |Dexsl(X +1iY) 1)

1 . ~ 1~ ~
= _E[D“ — Do +i(D1p + D) = DIz = —§k+(L1 — Mk,

- 1 . 1 .
D3 = (u1|Dexeluz) = _J_E((X + 1Y) 1t [DexolZ 1) = _ﬁ(DB —1D»3)
o~ o~
_ —ﬁ{k_Nzkz +kzN2k_},
~ 1 . 1 . ~
D31 = (u3|Dexelur) = _\/_Q(Z 1 [Dexsl(X +1Y) 1) = —E(Dm +iD3) = DE

= —%{7{\11\72761 +7€\+N£7<\Z}’

- | , 1 . -
Dy3 = (us|Dexeluz) = (X —1iY) 1 |Dex6lZ 1) = E(DIS +iDy3) = — Dy,

V2
I e~ o
_ E{kJerkz + kZN2k+},

L
V2

LNk + V).

1

(Z 1 |Dexel(X — 1Y) 1) =7

D3y = (u3| Dexelua) = (D31—iD32)=5§1=l~);3

_ b
-7

We are now ready for the SV transformation. Compared to the LK theory already
presented, here we will also need:

~ ~ d sin¢g o . ad cos¢ 0
—k Ak, = | cos¢p— — — JA|sing— + —
ap p 099 ap p 099

L 0 Aa _sinzba A d
_sm¢>cos¢% %> po % cosqb%
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A 0 sing d
oo oy (5%) ) 09 <Asm¢ )

T AR in ¢8 Aa cos¢ d A,¢8
— x =singcos¢p— | A— | — — sin¢ —
! ap \ dp p? 0 3¢

A 0 cos¢ 0
¢_<Z%>+ ) (ACM )

(ke Ak, + kyAky) = sin 2¢ A sin2¢ A0 — cos 2¢ 9
—Kx Z x) = SI P — | —S1 —
o ap \ dp p? 0¢? 02 8¢>

+ 2¢ (A 0 >+ 2¢A ” i 2¢
COS COS — — Sin ——,
p 3o 9pdp p ap

~ o~~~ A 0 0 (A 0 A 82 10A 0
R AR, R ARy =22 (22
edly — Ak =556 15 (paqs)

p opdp  p op 0

2

(7C\A7€ 7c\A7<\) cos2<z§a A8 code)A 0 + sin 2 A9
—Wx x = -— — ] — n [ —
Y ap \ dp p? 092 p? ¢

A a ) A 3? Ad
—sm2¢ —sin2¢p ——— — cos 2¢p— —.
p 3¢ p 0pdd o op

Then
~ 1[0 (L +M) 9 (F— J.)?
Dy=-3{—( 1+M1)— — (L1 + M)
2 p ap p?
0 ad F, —J,) (N, — N{
+2—M2— _( z z) ( 1 1)}’
0z ~0z P ap
~ 1[0 a L+ M) 0o F, —
Dy =—-1— L+ M)— +( ! Do )(L1+M1)
219p ap P ap p?
0 d F, —J,)9(N; — N;
+2—M2—+( z z) ( 1 1)}’
dz ~0z P ap
~ 9 9 M3 d (F,—J) 99
Dyy=— My —+————F5—Ms+ —Lr—,
ap ~dp p 0p 0 dz "0z

and they remain unchanged in the SV representation:
(i1 Dyilu;) = (ui| Dyilu;).
Note that, in the SV basis, we have

_ Ay
_{_A(r@i(Fz J;)A+3<A%>+(Fz A

P 9p 02 dp p?

() ke Ak |u)) =
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a (A A a
+ (Fz - Jz)_ <_> + _(Fz - Jz)_}

ap \ p p ap
L () () A sy
= 0 9 + (1 z ap \p + P z z 9

A
+ 2(FZ_J1)[(F1_JZ):’:1]},
0

()| (ks Ak, + ko Ak u)) = —{ai (Ai> + 2 <A/i>

1% 0z
(F. — J3) A 0 N 9
i ’ az 9z
Thus, for example,
wiiblg) = 24 (@=L )+ (po 1) 2 (B
TR e U T T2) 9 p

1\ (L — M) 9 F. + = 3
( >( 1 1)7+( 2)(2 )(L1 Ml)},
P ap p

"D _ 1 3 N 0 0 N, 9 F,.—J N, 8 o (M

(ui ] |Mz>—*2 o \ M5z +3iz 290 +(F. = J3) 737"'3* o
_i{i Ni i N. 3 +( l)[ﬁi-pi lz/ ]}
- 23,0(23Z> 8z<28> 2L o 3Z< ) ’

_l_
0z P

Bl LD (@Yo 2 (w2 g [N 8 (N
u u = ———4q — — —_— — — _—— — —_—
2 A AGSEE 9z ' 2op SO p oz dz \p

d d d a 1. [Ny O o (N,

(=) +—=(N—)—F.— )| ==+ — (2|}

op 0z 0z ap 27l p 9z ' 8z P

Finally, the lower 3 x 3 subblock is related to the upper one except for changing the
values of J, and reordering. Thus,

Sa4 ~ S22, 855 ~ Si1, Se6 ~ 33,
Sa5 ~ Sa1, Sa6 ~ S23,
Ss4 ~ S12, S56 ~ S13,
Sea ~ S32, Ses ~ S31-

Since strain is spin independent, there is no coupling between opposite spin
states. It is also necessary to recast the strain Hamiltonian into the SV basis. For
this, we write the strain tensor in cylindrical polar coordinates [262]:
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du, 1 dug u, du;
Epp = 8p78¢¢—pa¢+p78z1_8z
0 a 10 0
26, = Moy e g Z Oz OUs (12.206)
0z ap p 3¢ 0z
26,y = Mo Mo 10U,
o p  p P
We will also need
0 d sin¢g 0 0 . d cos¢ 0
T =C08¢p— — ———, — =sing_— + o
dx ap p 0¢ dy ap p 09

Next, we convert cartesian components of vectors into the cylindrical components.
Using

D = cos ¢X + sin ¢y,
¢ = — sin¢X + cos ¢y,
then
u=uX+u,y+uz=u,p+ u¢$+ u,z
= u,(cos ¢X + sin @y) + uy(— sin ¢pX + cos ¢Y) + uz,
giving

Uy =1U,COSP — Uy SING, Uy = U,Sing + uy cos .

One can now relate the strain tensor components in cartesian and cylindrical polar
coordinates:

ouy ad sing o .
Exx = =|cosp— — — ) (u,cos¢ — ugy sing)
0x ap p 09
= cos’ % sin’ ¢ % —sin¢cos¢u¢ — sin¢ cos qb%
ap p 03¢ o ap
.2 .
a
+sm ¢up_sm¢cos¢>ﬁ’
P P a¢
duy (,¢8+cos¢8>( ng 1 )
&y = — = | singp— — ) (u, sin Uy COS
P Ty o o )" ¢
0 ¢ d i el
— Sin2¢ﬂ Mﬂ — wM¢+Sin¢cos¢ﬂ
ap p 039 o ap
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cos? ¢ sin ¢ cos ¢ du,,
u P
p 7 p 0

Exx + Eyy = Epp + Egg,

duy  Ouy
2, = Sy
’ ax dy
0 1 2 si ] d
= 25in¢>cos¢>ﬁ + —uy — Mﬁ —l—coquﬁﬁ
o p P Gloj ap
2 sin ¢ cos ¢

du,
Up + cos 2(}5%,

- Ta 19 B] id
8XX_8V}':|:218xy:ei2]¢ ﬂ__ﬂ_lu_(P +lﬁ_u_p+_ﬂ
’ p  p 3P P p p  p P

= g*¢ [epp — Epp — Zi£p¢] ,

1 8ux+8uZ
fo =5\ Bz T o

- 1 (duy . ou,
Y2\ az 0 dy
1 sin g du, n du, +cos dug n 1 0u,
= — 1 _— —_— —_—— .
2 0z ap 0z p 00
etio ou,  du;, (Ougy 1 0u;
Extey=—3|—+ +i| —+——
’ 2 0z ap 0z p 0¢

=t {8,11 =+ i5¢z}.

It is now necessary to convert the strain Hamiltonian into the SV basis. For example,

S5 = (w1 H|uy (r)) = (uy|le” =m0 o102

1 . —~ .
E (X + iy)/|e*1(Fz*11)¢Heel(Fz*11)¢|(X + iY)/)
1

{(ll +my)(exx + Syy) + 2m2£zz}

| =

E(Hfl + Hy, +i(Hf, — Hy))) =

1
=5 {4+ m)(epp + £pg) + 2mae. ),
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1 ‘ .
Sp = 5((X = 1Y) |em o0 HE R0 (X —iy))

1 .
E(Hlsl + Hy, —i(Hf, — H3))) = Sj;,

S, = —%((X +iY) e I geei=hd (X — jyY)
1 .
= =5 (Hj\ = H3, — i(H}, + H3))
l .
= =5 |t —mien o) = 2iegym |
= —%{8” — &y — 2iexy},
S;l = sz*’
S§1 = Sig3*’
Séaz = 553*’

1 . ~
Sis = =5 (X +1YY|e T ZY) = Sy

Sfié _ (X—IY) le” i(F, J4)¢Hs i(F, -]6)¢|Z) — T(Hl%—i_l 3)

f
f(gxz 18)’2) = S§37

S§4 = Sﬁs*s
1 . ~ . 1
S8 = ——((X +iY) e Fml geeilti=od| 7)) — _ _—_(HE, —iHE)
56 ﬁ ﬁ 13 23

nz

E(gxz - isyz)

The final Hamiltonian is given in Table 12.11, which is the sum of the previously-
obtained MU Hamiltonian in SV basis together with the strain Hamiltonian.
The matrix elements are:

o R1( 9 PTARKCE L DL NI
U T ome2 Lop UM Y S, o dp oz ‘oz

__ Q&
=5

_(F. = JD)AN, =N (F - J1)2
P ap

PRI 2 (L +M) Bt M) D 50,0
= 2mg 2 : : 0 20 0z 281

(Ly + Ml)}
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9 + 9% s+ %%
Hs+9s s+ iy -1y + g
£g + org fs +srg
0 v
v 0
0 0
(On| (5nl

g + 18
as + 18
Gg+y + ly + 1ig
0
0
0

v
(|

0

v

0
e + ¢
9 + &g
ts +tlg

(5nl

0
0
S5+
SHw-lv+a
G5+ s

z
(nl

0
0
55+ 1t
LS+ 1%
WS+t v+ s

1
(ol
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F,— J,) 3(N; — N| F, — J 2
+( > — J2) 0(N; D ( 2) (L1+M1)}
o ap
h? ) d M5 0 ad d F, — I3)?
Ssa—-—{—( 3-) —3—+—L2——#Ms},
2mg | 9p ap p dp Jdz "0z P

h 1 a( M)_) (F 1)1((L1—M1))
2m02{8,0 (L1 — M, T3 ) 5 o
(F—l> (L — Ml) 0 +(F + I(F. - D)
2 p?
R 1(a 3 (Ly — M)
S N P
~(r-2)™
F.— =
2

(L1 — Ml)},

(Ll Ml) ad +( z 2)( z7 2 )(L —Ml)}

S = —

¢

oo f L)
2T T ome 2 lap \Coz) oz

pEl N/8 + 2 (D) (F
2mo /2 29z) "oz \Cap )

R1(a L+ M) 9 9 9
5442—{ ((L1+M1)) M*-1-2*1\42*

2my 2 Jo ap dz "oz
F.— J)) (N, — N/ F. — J 2
+( z— J4) (N, D ( 4) (L +M1)}
P ap
R 1(a (L + M) 9 9 9
Sss = ———— L+ M)— - 2—M,—
» 2m02{ <( 1+ M) ) P 8p+ 9z 28Z
F, — Js) 3(N; — N/ F, — J 2
(= J5) (N, D ( 5) (L, +M1)}
P ap
mo(a 9 M; 9 I F, — Js)?
So = —— 1 (Ms— | + = +—L2——MM3 ;
2mg | 0p ap 0 8,0 dz 0z p?

S R 1[0 M F 1\ 9 ((Ly—My)
=gl (B ) - (7 -3) 5 (95
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<F+ )(Ll Ml)i_"_(z 2)(F )(L1 Ml)},
2 P ap p?

P Y PR A VR AP N Ny\ N @
O ame 2 Lap ez ) ez U ap T2 ez Up o 0z
s L (0 (3] (=M

T oame2ap U T 0 T2 ) ap 0

Li—M) 3 (F,+3HF+3)
L= M) 9, - 2<L1—M1>},
o ap o
o1
Ss6 = —

o 73 1o (%) (v )+ () [ () + )

s =5z (e (a6 () + (50 3) [ )+ S 2]}
o= 3 (ae (a6) 52 () - (7= 3) [5: () + )
b

1
S1£1 = E {(ll +my)(Exx + Eyy) + 2m2812} = {(ll + ml)(gpp + 8¢¢) + 2mae,;

+
/N

=

_|._

‘Q_; N =

‘I\)Z\b
S 2|

\2‘

| =

e __ Q¢
522_S11’

S§3 = m3(&xx + gyy) + 12822 = m3(8,op + 8¢¢) + 128zz»

Table 12.12 Parameters for wurtzite [57]
Ly = Ay + Ay + As,

= Ay,
M) = Ay + Ay — As,
My = Ay + As,
3= Ay,
Ny =3As —(Ay + Ag) + 1,
N =—-As+ A+ As— 1,

Ny = 1—(A; + A3) + V24,
N2,=A1+A3—1,
Iy = Dy + D4y + Ds,

I, = Dy,
my = Dy + Dy — Ds,
my = D + D3,
= Dy,
ny = 2D5,

= «/§D6.
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ni ny

f2 = _?(Sxx — &y — 2igyy) = _E ( op — Epp — 2i6‘p¢) ,
np . ny .
S = _\/_5(‘9” —legy) = _ﬁ(gpz — igy2),
Sty = i,

A comparison of the new wurtzite parameters and the RSP ones is given in
Table 12.12.

12.6 Arbitrary Nanostructure Orientation

In applications of the k - p theory to QW’s, it became useful to rotate coordinates
such that the growth direction of the structure is denoted as z’, when its direction in
terms of the conventional cubic directions is [hkl]. It is thus necessary to relate the
unprimed to the primed coordinates.

12.6.1 Overview

Heterostructures grown along directions other than [100] were probably first con-
sidered by Mailhiot and Smith in 1987 when they studied [111] superlattices [263].
Batty et al. [264] studied laser gain in [111] GaAs/AlGaAs QW’s. Others were Vur-
gaftman et al. [265]. The rotation of the four-band Hamiltonian was carried out in
1991 by Xia for (117) (I = 0, 1, 2, 3) directions [266], for [100], [110], and [111]
by Ikonic et al. [267], for [113] by Goldoni and Peeters [268], for arbitrary (117)
directions by Henderson and Towe [269], and for (hhk) by Fishman [270]. It was
extended to a general (hk!/) direction by Henderson and Towe [271]. Kajikawa [272]
and, more recently, Seo and Donegan[273] considered the six-band Hamiltonian
along an arbitrary (11/) direction. Los et al. did the eight-band problem for arbitrary
high-index planes with strain [274]. Quantum wires along different directions have
also been studied [239, 265, 275].

12.6.2 Rotation Matrix

We first establish the coordinate rotation matrix (Fig. 12.4). This was given by, e.g.,
Henderson and Towe [269]:

cos ¢ cosB sing cosd —sinf
U@,¢)=| —sing  cos¢ 0 , (12.207)
cos¢sinf singsinf cos6

where the new and old vectors are related by
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[001]

[hiki]

| [010]

[hko]

[100]

Fig. 12.4 Rotation of axes

x} = Uj,-x,-. (12208)

For example_, if we want to rotate the coordinate axes such that the new z axis, 7/, is
along the [110] direction, we have

l —

N EEy =N

" h 1 N
COSp = ——— = —
N/EE = RNG)

cosf = 0= 6=90°,

¢ = —45°, (fork = —1).
Thus,

U[110] = (12.209)

0 1 1
=10 1],y=1],Z7=| -1
-1 0 0

Common rotated axes are given in Table 12.13.
It will also be necessary to write the old wave-vector components in terms of the

new ones:
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Table 12.13 Rotated axes for common growth directions
[hkl] X' Y 4
[110] [001] [110] [110]
L1517 1
[111] ﬁ[nz] ﬁ[IIO] ﬁ[lll]

1 1 1 77 1
0 L L\ (K Tk, + 5k,
k=UTlol = | 0 -5 || & | =| -5k 2210
10 0 )\« K,

12.6.3 General Theory

We break down the process of obtaining the Hamiltonian in the new rotated coor-
dinate system into three steps. The first involves rotating the basis functions of the
three-band Hamiltonian. The second involves replacing the unprimed wave vector
by the primed one. The third involves re-expressing the matrix in terms of the |J M ;)
states. Note that other procedures exist; see, e.g., [266] for an alternative approach.
One can give a succinct presentation of the procedure.

Given

)C;- = Uj,-x,-, k; = Ujik,',
and the original unrotated three-band Hamiltonian matrix

Dyun(K) = Z DY kik;.
ij

The matrix in terms of the rotated basis (i.e., X', Y’, Z') is given by

D;,n’n’ = Z (<m|Un€m/) DUn’n|n) Z U,Z;m/Dmn Un’n = Z Um/m Dmn U,,T;,'
mn

mn mn

=[UDUT . (12.211)

We write, in component form,

D}y () = > " UpymUyn DY, kik;. (12.212)
mn  ij
Next,
Dy K) =" 3" " UpmUnaUiUj; DY, kick . (12.213)
mnij iy

The final step of converting to |J M) states will not be written out explicitly.
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12.6.4 [110] Quantum Wires

We consider here in detail a not-so-trivial example that relates to so-called V-
grooved quantum wires [276]. The latter have been grown with the wire axis along
[110].

12.6.4.1 Rotation of D Matrix

We will take as starting matrix the D matrix of Stravinou and van Dalen [232]. This
was reproduced in Table 12.3. Using Eq. (12.211), we need first the product DU”
which is given in Table 12.14. Finally, this results in the matrix given in Table 12.15.

12.6.4.2 Wave-Vector Replacement

We now replace the unprimed wave vector by the primed wave vector. This results
in the matrix given in Table 12.15.

12.6.4.3 JM, Basis

Since all the quantities are now in the rotated system, one would now express the
|J M) states in the rotated system in terms of the rotated LS basis. This is, of
course, the same as the corresponding linear combination in the unprimed system; in
other words, the Clebsch-Gordan coefficients are the same. Therefore, the structure
of the matrix in J M basis is the same as in the unrotated system. Nevertheless,
the individual matrix elements are different and are now given. Since these are the
final expressions, we have also made the operator form of the wave vector explicit.
Indeed, we have done so for all components so that the result is valid for three-
dimensional quantization.

o i
P = E(H“ + Hy) + E(le — Hyp)

1 —~, —~ -~ -~ o~ o~
=7 {k,(A+3B + Ci — Co)k}, + k(A + 3B — C\ + Co)k, + 2k,.(A + B)k, }
+3 [R(C1+ O, Ry (€1 + R, (12214)

1 2 i
P’ = E(H“ + Hy) + §H33 + E(le — Hyp)

1~ ~ -
=13 {k;(SA +7B -3C, + 3C2)k; +k.(5A+7B +3C, — 3Co)k,

HRA+SBR + 2 [R(C + O, ~RyCr + R}, (12219)



12 Heterostructures: Basic Formalism
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w1 i
P = g(Hn + Hy + Hi3z) + §(H12 — Hyy)

1

=3 {K.(A+2B)K, +K,(A +2B)K, + k(A +2B)K.}
i~ P _
3 (R + G, = T(C1 + Ok, (12.216)
1 .
S_ = _E(HB — iH23)
1 -
= _ﬁ[k;c.k/ KGR+ 7[k;(A B+ C + Gk,
+KL(A — B —C — Gk, (12.217)
1 . .
R = m(l‘[n — Hy —iH; — 1Hyy)
- k(A — B —1?/(A—B+C — )k, —l?(A—B—C + Cy)K!
= 2\/5 . 75k I 2Ky = 5k 1 2)k;
_F {K.(C1 = Gk, + T, (€ = R}, (12218)

C = _5(_H13 + Hi +iHy — iH3))

I~ T T T i T T T T
= g[k;(a + Ck, — K.(Cy + Co)k, ] — g[ky(cl + Ck, — k(C1 + Co)K, ],
(12.219)

1 . . 1
0= _E(Hll + Hy +iHpp —iHy) + §H33

[P ~ ~ -
= 15 {72K.(A = BYK, + k(A = B =3C1 +3Co)k) + k(A — B+3C) —3C)k }

_é [R(C + Gk, = R,(C) + CRL ), (12220
= —%(Hm + 2H3 — iHys — 2iH3;)
_ _%[ﬁ;(cl — 2GR + R0, — CoR]
+6i%[?;(3A —3B — Ci — Ok, + K,3A =3B + C; + o)k, . (12.221)

The combinations of Stravinou-van Dalen parameters can be reduced to Luttinger
parameters; this is given in Table 12.16.

12.6.4.4 Symmetrized Hamiltonian

We now give the corresponding Hamiltonian within the symmetrized Luttinger—
Kohn theory. The procedure is to first treat the wave vector as c-numbers, combine
the identical terms, and then symmetrize the resulting expression. By inspection,
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Table 12.16 Combinations of Stravinou-van Dalen parameters in terms of Luttinger parameters

A+ B =21 + v2)s

A+2B =3y,

A+3B —2Q2y1 = y2),

A+5B —6(y1 — ¥2),

5A+7B —6Q2y; + 2),

A-B —6y2,

C+C 21+ y1 —2y2 = 33),
Ci—C —6y3,

C =2, —(1+y =2y + 6y3).

one finds that the following matrix elements are unchanged:

Ra

and the following change:

[N o - -
=1 {K,(A+3B+Ci — Ck, + k.(A+ 3B — C1 + Co)k, + 2k,.(A + B)K, } ,

1 ~ . -
=4 {k (5A+7B —3C, +3C2)k’ + k/(5A+7B+3C1 —3Cyk. + 2k (A + SB)k;},

—_

{k/ (A+2B)K. + k (A+ ZB)k’ +% A+ ZB)k ).
—T[E;CIE; —RCR+ #[%;(A—Bwﬁczﬁ; + XA~ B~ Ci—C)k)]

——k/k (C1=C) + 7k/k 2(A—B)

A el
T 7 T T i T R T TR
—ﬁ[kx(c] = COR +R(Cr = CoR 1+ =R (4 = B+ R4~ B
0,

1 ~ ~ o~ ~ o~ N
—[—Zk;(A — B)k, + k;(A —B-3C, + 3C2)k; +k,(A— B+3C; —3Ck.]

-3 f[k 1(Cy = 20k, + KLQ2C — C)K,]

+$[§’V(3A —3B—Cy — CR, +K.3A =3B +C) + Co)F]

7k,k(cl Cz)-i-f ;(A B)

f g NE
[K.(C1 — CK, +k.(Cy — C)k] + —=[K,(A — BYK. + K,(A — BYK,].

_ﬁ f
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We note that the S term leads to hh—lh and hh—sh coupling, the C term leads to
lh—lh and sh—sh coupling, the Q term leads to /h—sh coupling, and the X term leads
to [h—sh coupling.

12.6.4.5 Analysis

In general, the band structure in the plane perpendicular to the Z’ axis is not
isotropic. One quick check is to note that two in-plane directions are [110] and
[001]. It is already known in the bulk that the valence band displays warping. One
can also demonstrate the warping explicitly by looking at the matrix elements. For
example, the coefficient of k? in P’ is

2(A+ B) = —12(y1 — o),
while that of k;.z is
A+3B+Ci — Cy =22y — y2+3p3).

But they are equal if one makes the axial approximation: y» = y3. Similarly, one
can show that, under this approximation, all the matrix elements of the Hamiltonian
only depend upon the magnitude of the in-plane wave vector k| (in addition to k, of

course) and not on the orientation in the plane.
At the zone center of the quantum wire dispersion relation, the following matrix

elements are zero: S_, C, ¥_. Nevertheless, there is still a difference between the
BF and LK Hamiltonians, contrary to the case at k; = 0 for a [110] QW. The

nonzero matrix elements are:

P = 4—11 {K.(A+3B +C, — C)k, + 2K,(A + BIK,}
+% {K(C1+ CE, = &,(Cy + O}, (12.222)
P'=— {K(5A+7B —3Ci +3Co)k, + 2k(A + 5B)K, )
+é {K.(C1+ CE, = &,(Cy + O}, (12.223)
P = % {K.(A +2B)k, +K,(A+ 2Bk, }
+% {K.(C1 + Ck, —K,(C1 + Cok, ], (12.224)
R= % {?;(A - Bk, - %’E;(A —B+Ci - CQ)E;}
LR - O, + R - CR), (12.225)

24/3
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1 7 7 T 7
0= o {—2K.(A — B)K, + K, (A — B —3C, 4+ 3C)k,, }

i~ ~ -~ —~
5 {k;(Cl + Cz)k; - k;(Cl + Cz)k;} .

We note that the Hamiltonian also block diagonalizes:

1530 3=3) l3-3) 1533 15-3) |33
P’ —R —V2R
p* —\/EQ*
Hgpi = P — Ag . (12.226)
p’ R _\/EQ
P \/ERT
P/// _ AO

12.6.4.6 Boundary Conditions

The standard technique is to integrate the differential equations across an interface.
In the process, contributions arise from, for example, EA(I'/) f(r') terms, where
A(r’) are position-dependent material parameters (within LK theory, they are related
to the Luttinger parameters) and f(r’) is the envelope function. For QW’s, this cor-
responds to the term 7(2./4(1/) f(Z"); when applied to the interaction between heavy-
hole and light-hole states of the same spin, it only leads to 7 and § contributions
using the BF Hamiltonian [232], but it also includes the o contribution if the LK
Hamiltonian is used. In the quantum-wire case, the same matrix element contains
the term 75; C1 f(z') which includes the o contribution; this is the s-like coupling
term absent from previous implementations of the BF theory, but which is present
in the LK theory [34]. One can similarly analyze the other matrix elements. Overall,
one expects that, at finite &, the difference between BF and LK might be reduced.

12.6.4.7 Calculations

An example of a valence-band structure for a 2.5 nm V-groove GaAs/Aly3Gag7As
[110] wire using four-band BF (solid lines) and LK (dashed lines) Hamiltonians
is shown in Fig. 12.5. For this particular geometry and structure, the difference
between the two Hamiltonians is less than 1 meV. The sum squared of the envelope-
function components for the lowest electron and hole states are given in Fig. 12.6,
showing the confinement of these states inside the quantum wire. The electron state
was obtained using a one-band model.

The above calculations can be repeated for a lattice-matched Ing s3Gag 47As/InP
quantum wire (Fig. 12.7); V-groove quantum wires based upon these materials have
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Fig. 12.5 Valence-band structure for 2.5 nm V-groove GaAs/Aly3Gag7As [110] wire using four-
band BF (solid) and LK (dashed) Hamiltonians. Using parameters of Vouilloz et al. [276]
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Fig. 12.6 Geometry of embedded wire and first (a) electron, (b) hole probability density for the
GaAs/AlGaAs quantum wire

also been made [277], though the experimental structures are probably all strained.
It is also interesting because there is a larger difference in the Luttinger parameters.
Indeed, this translates into a correspondingly larger difference in LK and BF results
(Fig. 12.7).

12.7 Spurious Solutions
One of the difficulties faced by the k - p theory for heterostructures is the gener-

ation of so-called spurious solutions. It was first discussed by White and Sham in
1981 [213]. Spurious solutions arising from small Hamiltonian matrix elements of
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Fig. 12.7 Valence-band structure for 2.5 nm V-groove Ing s53Gag 47As [110] wire using four-band
BF (solid lines) and LK (dashed lines) Hamiltonians

order k? are well known [228, 233, 275, 278-286]. Some of the methods proposed to
solve the spurious solution problem include: integral representation in momentum
space [287], secular matrix [288-290], and adding k* term [291]. Foreman [292]
has recently presented a method for elimination of spurious states in envelope-
function theory by using a unitary transformation of basis states to modify the
conduction-valence band k - p interaction by a small amount. While the transfor-
mation applied is equivalent to a gauge transformation (which, in exact theories, is
known to leave physical variables invariant), the fact that envelope-function methods
are only approximate leads to small changes in physical variables subject to such a
unitary transformation. In effect, the conduction-valence band & - p interaction can
be either strengthened or weakened by applying this unitary transformation. The
precise value is determined by setting the partially renormalized conduction-band
mass to zero [292]. The suggested change of basis states applied to first-principles
envelope-function theory led to good agreement with density-functional theory cal-
culations on InGaAs/InP superlattice structures.

12.8 Summary

Three main approaches to the electronic structure of heterostructures were dis-
cussed: one-band models, the Bastard model, and the Burt-Foreman model. In
addition, a number of other formulations of the k - p theory have emerged. Early
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on Mailhiot and Smith proposed a model that is based on a single set of zone-center
basis functions [78, 293, 294]. However, it is fairly complex in that is requires a
starting point of an empirical pseudopotential band structure for a fictitious aver-
age material, a full-zone k - p representation of the constituent materials derived
from the former, a complex band structure from the latter, and finally wave func-
tion matching for heterostructures. More recent models include the pseudopotential-
based full-zone k - p model of Wang and Zunger [295], the atomic-scale model of
Yi and Razeghi (similar to Wang and Zunger) [296], the theory of Takhtamirov and
Volkov [243], and the complete Fourier representation theory of Stubner et al. [297].
The work of Wang and Zunger, in particular, showed that the standard LK eight-
band model works surprisingly well for the lowest few hole states of (GaAs) ,(AlAs),
superlattices (within 200 meV of top of valence band) down to a few nanometers
but not so in the conduction band if intervalley coupling effects are important. They
also showed that the six-band model, applied to InP and CdSe quantum dots, “ ...
overestimates significantly ...” the hole and electron confinement energies and can
even produce a reverse order of s- and p-like valence states [298]. However, this
view is being disputed by others [299, 300].



Chapter 13
Heterostructures: Further Topics

13.1 Overview

There are a number of properties that are important for heterostructures. For exam-
ple, there are new contributions to spin splitting and the dimensionality of excitons
is effectively reduced in a nanostructure. Hence, even though the basic theories for
bulk band structures have already been presented, it is useful to show the modifica-
tions for heterostructures. Such research is clearly ongoing and particularly in terms
of applications; the literature on the application of k - p theory to heterostructures
numbers in the thousands. No attempt will be made to cite them all.

In the following, we will start each section by providing an overview of the topic
and then discuss a couple of examples in more detail.

13.2 Spin Splitting

In a heterostructure, there are now two contributions to spin splitting: the Dres-
selhaus contribution that was already present in the bulk (hence, also labeled as
the bulk inversion asymmetry or BIA contribution) and the Rashba contribution
which is a new one resulting from the macroscopic asymmetry introduced by the
interfaces (hence also known as the structural inversion asymmetry or SIA contri-
bution). Sometimes, one identifies a third (structural) contribution due to the atomic
character of the interface. The k - p theory of spin splitting has been extensively
studied for heterostructures [21, 301]. This is still widely studied in quantum wells
[302-305] and quantum dots [306]. A recent review article is due to Zawadzki and
Pfeffer [307].

13.2.1 Zincblende Superlattices

In zincblende superlattice structures, it is possible to have linear-in-k spin-splitting
components for the Iy, conduction band due to the superlattice confinement even
in the absence of the Rashba (macroscopic) structural-inversion-asymmetry effect.

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 363
DOI 10.1007/978-3-540-92872-0_13, © Springer-Verlag Berlin Heidelberg 2009
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In this section, we shall consider spin splittings in a single quantum-well and in
superlattice structures [308, 309].

For the I, spin splittings in a superlattice zincblende structure, the Hamiltonian
in Eq. (6.4) is used with k, replaced by —i% where z is the superlattice growth
direction. We note that the off-diagonal terms in Eq. (6.4) have opposite signs as
compared to [308, 309] due to a sign change in the choice of the spin-down S basis
state. This will clearly not affect the discussion of spin-splitting results. Further-
more, Vg in this work equals y /2 in [308, 309].

Following the usual symmetrization principle in k - p heterostructure theory
accounting for a position-dependent spin-splitting coefficient yg,:

0 1 d n d

C_ % Y P P 9

Y6 9z ) Yéc az 3z Y6c
92 d

d
Y6c 9z

13.1
072 - 0z ( )

Y6c 75

Equation (6.4) is rewritten as the matrix equation:

6o 9 1 a9
HY (k,)_ A,](kH) +3 Bij(k||)g+53ij(k“) + Ci(ky), (13.2)
H6C6C(k”)F(k”) = E(k”)F(k”), (13.3)

where A;;(k)), B;j(k)), C;;j(k) are position-dependent coefficients, F'(k) is the
z-dependent two-component superlattice envelope-function part, and E(kj) is the
associated two-component energy with the upper (lower) component being the spin-
up (spin-down) components. Hence, the following continuity conditions must apply
everywhere in the heterostructure and in particular at the material interfaces:

F(k”))L - (13.4)

(A,,<k) +5 B,,<k”)) )LF<k”))L=(A,,<k”) +5 B,,<k..)>\R

with L (R) denoting to the immediate left (right) of the material interface.
Using degenerate perturbation theory to the first order, the spin splittings
AE(k”) = El(kH) — Ez(kll) are given by

AEK)) =2,/ V] + [Vial?, (13.5)

Vij = (F:(kpIH* (k| Fj(Kk))). (13.6)

For completeness, we note that in the bulk case (with k, replacing _ia%)*

AE®K) = 2y6c\/k2 (k22 + K2K2 + k2Kk2) — OKK2K2. (13.7)

xyhz
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For superlattices grown along the [001] direction, the above formalism leads to
the spin-splitting result:

AEK)) = [2y6ck2(ky + iky) — 27 ikeky(ky — iky)]. (13.8)

Similarly, for superlattices grown along the [110] direction, the result is

(1\/—;) ky + VGC(I—JEDky(kg — 2k2)], (13.9)

where k, and k, are along the [OOT] and [TIO] directions, respectively. Note that
reflection along the superlattice direction is a symmetry for zincblende superlattices
grown along the [001] and [110] directions. Thus, envelope functions are parity
eigenfunctions and matrix elements V| and V5, vanish but Vi, and V;,; contribute.

For superlattices grown along the [111] direction, the above formalism leads to
the spin-splitting result:

AEKK)) = | — yeck?

1 — -
AE(K) = 75 [16<y60k§>2<k§ + k3) — 8V Vock2(ky + k3)?
— 1/2
+ Ve (K + 21Kk} — 9k;ky + 3k9)] |, (13.10)

where k, and k, are along the [1 12] and [110] directions, respectively.
In the above expressions, we have introduced the averaged y. coefficients:

L2
Yee = Z/ dz F{(kp)ysc Fi(k)),
—Lp

1 L/2 - A
Vock? = z/ dz Fi'(Kpk: veck: Fi(K)), (13.11)
-L/2
using the normalization

1 L
—/ dz Fr (k) Fi(kp) = 1, (13.12)
LJ_1p

where L = oo in the quantum-well case and the superlattice unit cell extends
from —L/2 to L/2 in the superlattice case (with L finite). Note that the unper-
turbed envelope-function components are the same: Fi(k;) = F»(k)) thus F(k)) =
(Fi(k), Fa(k)) = (Fi(k)), Fi(kp).

In the general case with the superlattice growth direction along [n11] the Hamil-
tonian H{| can be found by transforming the Hamiltonian H%® in Eq. (6.4)
according to [309]

HYE (k) = HGG(Rk)), (13.13)



366 13 Heterostructures: Further Topics

where the rotation matrix reads

—V2 0 n |
n 1
R=n,| 5 —7&- '|l.n,=—. (13.14)
I f ‘{iq 1 ! n2+2
B2 o,

By applying the above procedure, we obtain the following expressions:

k) kdkgnng (K2, kkyn? Kn  kin?
V11=—276C|: v - q+<xy+xy )né—k(L £ >n2

BN AW BV S NG

—_— k kon? —Tk.n k.n3
(i) (1))
S ACW RV A NN

K k.knn k. k2k,n?
Vis = 27, [—' Pl Ay (i 22 2Kk +ii) n?

W W 2 42 )"

KEn  kn? 3j| — ky kyn®
+ (=i i )P | +2 Ck2[<i Y +ﬁkn+iy—)n2
( /2 m) | T s )

Tikyn  ken? 3

In Fig. 13.1, spin-splitting results are plotted in contour diagrams for the quantum-
well growth directions: [001], [111], [011], [211], and [311] directions using a Ve,
value equal to 8.5 eV A’ [310]. Along the two figure axes, superlattice in-plane k
components (perpendicular to one another) are varied in the range [—0.06; 0.06] in
units of 21 /ay where ay is the lattice constant. Note that the spin splittings depend
strongly on the in-plane direction even for smaller in-plane k components in the
cases where the superlattice is grown along the [011], [211], and [311] directions.
This anisotropic tendency becomes pronounced for the [001] and [111] superlattice
directions only at higher in-plane k component values. This result is important for
the interpretation of spin-flip Raman scattering results [309].

Linear spin-splitting terms in the dispersion of the I, band may also occur
in bulk zincblende structures due to strain effects. This result can be understood
as stemming from the replacement of two wave-vector components in the general
third-order spin-splitting result by a symmetry-equivalent strain tensor component,
i.e., replacing k;k; by &;; [104]. Finally, it should be mentioned that the present & - p
results are in good agreement with more detailed ab initio LMTO and tight-binding
calculations results in bulk and superlattice structures as long as the superlattice
material layers are not too small [104, 309].
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Fig. 13.1 Spin-splitting results for different superlattice growth directions. Adapted from [309].
(©1995 by the American Physical Society

13.3 Strain in Heterostructures

Strain is introduced in semiconductor heterostructures due to either an externally-
applied stress or to the misfit in bulk lattice constants of the materials forming the
heterostructure.

13.3.1 External Stress

The interest in applying an external stress to a nanostructure is the same as for
a bulk crystal, i.e., to attempt to extract more information about the electronic
structure through distortion of the electronic structure and/or symmetry reduction.
One difference compared to the bulk case is the fact that a uniaxial stress does not
lower the symmetry of a zincblende-based superlattice if applied along the growth
direction.

The problem of external strain is modeled within k - p theory in the same fash-
ion as for the unstrained problem except that the starting point is one of the strain
Hamiltonians from Chap. 7. For instance, within the four-band LK model, a uniaxial
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stress applied along the growth direction of an [001] QW gives rise to an additional
strain Hamiltonian given by [199]

H, = , (13.16)

where

& =b(S11 — S)X,

and the S’s are compliance constants and X is the applied stress.
As an example, Fig. 13.2 shows how a compressive stress affects the electronic
structure of a GaAs-Aly3Gag 7As [001] quantum well.
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Fig. 13.2 Transition energies as a function of a compressive stress along [001] for a GaAs-
Aly3Gag7As [001] quantum well. Reprinted with permission from [311]. ©1987 by the American
Physical Society
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13.3.2 Strained Heterostructures

Strained-layer epitaxy is based on the fact that a certain amount of elastic strain in
heterostructures is possible without introducing dislocations or defects [312]. The
energy so as to accomodate a stable strained epitaxial layer depends on both the
epitaxial-layer thickness and the size of the lattice mismatch of the constituents.
The strained heterostructure, if stable, does not transform to another structure con-
figuration with dislocations etc. due to the energy barrier in making the transforma-
tion [313]. It is well known [314, 315] that growth of an overlayer bulk substrate
may occur in one of three modes: Frank-van der Merwe growth (FM), Volmer-
Weber growth (VW), or Stranski-Krastanov growth (SK). In the first case (FM), one
monolayer is grown at a time in a two-dimensional manner where no atoms occupy
layer i before layer i — 1 is completed. On the other hand, VW growth occurs by the
nucleation of solid clusters that condense as three-dimensional islands. Over time
these islands form a continuous film. The latter category of growth (SK) is a mixture
between the FM and VW growth mechanisms: First, a few monolayers are grown as
following the two-dimensional layer-by-layer stacking principle after which nucle-
ation of three-dimensional islands occurs. The SK growth method is the mechanism
for growing quantum-dot wetting-layer structures of importance for present-day
optoelectronic applications [316]. Coherent strain in multilayer structures implies
that the in-plane lattice constants of the materials forming the multilayer are the
same and an intermediate between the bulk lattice constants of the constituents.
Matthews and Blakeslee [317] first obtained an expression for the in-plane lattice
constant a; by minimizing the total strain energy of a single pair of layers. If the
bulk lattice constants of material A and B are a4 and ag, respectively, then

aL = ay [1+L] (13.17)

Gaha
1 + Gghg

where G;, h; are the shear moduli and the thickness of layer i, respectively, and
fo = (ap —aa)/ay is the misfit. Note that this result implies that the average strain
in the bilayer is

(e = A (13.18)

_Doeih
=
The average strain is zero under equilibrium conditions where the bilayer is free-
standing or grown on a substrate with the bulk lattice constant a,. The expression in
Eq. (13.18) is carried over to the case with more than two layers in the multilayer.
An important type of strain for quantum wells is the biaxial strain resulting from
the lattice mismatch between the structure and the substrate. The strain tensor is
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c
6L =6 = _20_1?8”’ (13.19)

Eitj = 0.

If the in-plane strain is compressive (i.e., a; < a.), the hydrostatic component
increases the band gap (i.e., lowers the valence band) by

C
2a <1 - —‘2) g, (13.20)
Cn

and, to first order in ¢ /Ay, the shear component splits the £k and [h bands by 2¢,
where

¢ =—b (1 + 2%) g, (13.21)

and b < 0O for compressive strain. A representation of the band-edge shifts is shown
in Fig. 13.3. A study of the impact of the splitting and mixing of 4/ and lh states
was initially carried out by O’Reilly and Winslow [318].

aclre

CB

VB

a,lre
Y hh

Fig. 13.3 Band edges under a compressive biaxial strain (CB: conduction band, VB: valence band)

A general strain calculation [57, 319-327] is based on solving the elastic equa-
tions (Navier’s equations) using the definition of the strain tensor, constitutive rela-
tions describing the connection between stress and strain accounting for possible
electromechanical effects such as piezoelectricity. The heterostructure geometry
affects the boundary conditions to be imposed.

The rich variety of material combinations possible for strained epitaxial het-
erostructures allows for much freedom in controlling and adjusting electronic and
optical properties. Effects induced by the strain include changes in energy gaps,
splittings due to the lowering of symmetry, and variations in effective masses [1,
120, 125, 321]. Deformation potentials for the relevant conduction and valence
bands together with the position-dependent strain tensor give all the information
necessary to compute the effect of strain on heterostructure band structures and
consequences for device applications. Heterostructure band-structure calculations
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accounting for strain in zincblende and wurtzite can be found in, e.g., [90, 311, 323,
325, 328-330]. In general, once the strain tensor is obtained, the calculation of the
electronic properties follow the formalism provided for incorporating strain into the
appropriate Hamiltonian.

13.4 Impurity States

The formulation of the problem is very similar to the bulk case except that the
Coulomb potential has a relative permittivity that is position dependent and is also
now a function of the location of the impurity site.

It is a well-established fact that the use of the envelope-function approximation
to the problem of hydrogen-like bound states in semiconductor heterostructures
gives good agreement with experimental results [7]. The specific requirements to
the envelope functions at material interfaces are continuity of the N-component
envelope function and the component associated with the normal-velocity operator
acting on the N-component envelope function where N is the number of electron
(or hole) states solved for [20].

13.4.1 Donor States

For a quantum well, one can write the effective-mass Hamiltonian as

2 2 2 2
p;+p e
I R .

2m, 2m, 4ns,som ’

where V(z) is the confinement potential, z is the impurity location, and p? = (x> +
y?). It has been common to solve Eq. (13.22) variationally.

Bastard [331] calculated the dependence of the binding energy of donor-bound
electron on quantum-well thickness for an electron situated at the center of the quan-
tum well or at the interface using an infinite-barrier model. Mailhiot et al. computed
for the donor problem the dependence of the first few eigenstates with varying
quantum-well thickness taking into account the influence of a position-dependent
dielectric constant [332]. The donor problem in the presence of a magnetic field and
strain was addressed by Greene and Bajaj [333].

The hydrogenic-donor binding energies and infrared transition energies were
calculated in [334] for cylindrical quantum wires using a variational approach.
Kim et al. [335] investigated electron transport in a quasi-one-dimensional con-
striction with an attractive, finite-size impurity in the ballistic limit theoretically
using the envelope-function approximation. Novel coherent effects were discov-
ered related to Fano resonances and the appearance of discrete levels in the con-
tinuum. Impurity and polaron effects in quantum dots are discussed in [336].
Amado et al. recently studied donor-bound electron states magnetic-field effects in

H (13.22)
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two-dimensional quantum rings of finite width in the framework of the envelope-
function approximation. It is demonstrated that electron-confinement properties
change rapidly with the external magnetic field [337]. With the technological
advances in the growth of quantum-dot structures including charged-particle con-
trol through the addition of charged donors and acceptors, the study of electronic
eigenstates in quantum dots with impurities will continue to attract attention.

13.4.2 Acceptor States

The acceptor problem intrinsically involves a multiband formulation. Probably the
first attempt to solve this problem was by Masselink et al. [338] for a carbon
impurity at the center of a GaAs-AlGaAs quantum well. They used the variational
method. Their binding-energy results were in excellent agreement with experimen-
tal data (Fig. 13.4). Masselink et al. also addressed the hole-acceptor problem and
magnetic fields including band-mixing effects with special emphasis to the symme-
try characteristics and splitting effects of the upper hh/lh states [339].
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Fig. 13.4 Binding energies for an acceptor in a quantum well using a four-band model. Reprinted
with permission from [338]. (©)1983 by the American Physical Society
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13.5 Excitons

k - p exciton studies of semiconductor heterostructures [7, 14, 340] are based on
adding an electron-hole Coulomb interaction term characterized by an effective
dielectric constant to the one-particle electron and hole Hamiltonians. The latter are
for diamond and zincblende structures described by, e.g., a one-band model in the
s conduction states and a six-band model in the p valence states including electron
and hole confinement potentials, respectively. Typical solution methods are varia-
tional analysis or perturbation theory [57, 341]. We note that perturbation theory
in the Coulomb interaction is possible and particularly convenient when address-
ing (smaller) heterostructures with strong particle confinement since the Coulomb
energy varies slowly with distance (increases as 1/r) as opposed to particle confine-
ment energies (increases as 1/r2). A two-particle Schrodinger equation describing
excitons can be derived from the many-electron state in the Hartree-Fock approxi-
mation. The polarization in many-particle physics obeys a Bethe-Salpeter equation,
which in the so-called ladder approximation [342, 343], leads to the classic Elliott
expression for absorption [344]. Alternatively, the use of semiconductor Bloch equa-
tions [345] in the density matrix allows for studies of excitons, biexcitons, etc. in
the Hartree-Fock approximation or including many-particle interactions beyond the
Hartree-Fock approximation.

Exciton studies are important for understanding, e.g., optical spectra of quantum-
confined structures especially in the low-excitation regime [345] and leads to sig-
nificant changes in absorption below and above band gap. Time-resolved photo-
luminescence of heterostructures allows for a detailed study of radiative exciton
decay mechanisms [346, 347]. In [57], exciton effects including absorption spec-
tra and radiative lifetimes were computed using a multiband single-particle hole
Hamiltonian for zincblende and wurtzite pyramidal quantum-dot structures taking
into account strain and piezoelectric effects. Sidor et al. [348] computed, based
on a one-band model, magneto-exciton effects in V-shaped GaAs/AlGaAs and
InAs/InP rectangular quantum wires (these shapes were addressed experimentally
in [349-351]). Elliott’s [344] expression for the absorption coefficient in bulk struc-
tures has been generalized to the case of an ideal two-dimensional semiconduc-
tors by Shinada and Sugano [352]. Polaron-exciton effects are discussed by Elliott
and Haken [353, 354]. Stahl and Balslev [355] and Zimmermann [356] report on
exciton effects in low-dimensional semiconductors subject to high-excitation condi-
tions relevant for lasers. There have been numerous calculations for quantum wells
[357-359], quantum wires [360-362], and quantum dots [169, 258, 363-374]. Exci-
tons in other geometries have been studied using the effective-mass approximation,
such as for uniaxial crystals [375] and on a spherical surface [376].

13.5.1 One-Band Model

Consider now a quantum-well heterostructure consisting of a material A sandwiched
between two semi-infinite layers of a material B. For simplicity, we shall neglect
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differences in electron and hole effective masses in the two materials. The idealized
exciton Hamiltonian problem reads

2 z é? L L
[EO v Lo P ©  Lye (Izel = 5) +V,0 (|zh| - —)}

2m,  2my, B dmelr, — ry| 2

XY (., ry) = EY(r,, rp), (13.23)

where Eg, V. (V,), and ® are the energy gap in material A, the conduction (valence)
band-edge potential difference between materials B and A, and Heaviside’s func-
tion, respectively. Two-particle eigenstates in the absence of Coulomb interaction
reads:

Yo(re, 1) = et nTinl s (2) X n(zn), (13.24)

where r| = (x, y), k) = (kx, ky), Xu,e, and x,, 5, are the z-part (quantum-well growth
axis) electron and hole wave-function components corresponding to level n and m,
respectively. The associated non-interacting two-particle energy is
272 272
h*ki, ki,

E = EO + Ee,n + Eh,m +
2me th

(13.25)

where E, , and Ej ,, are the electron and hole z-axis quantization energies corre-
sponding to level n and m, respectively.

Introducing relative and center-of-mass coordinates for the in-plane position
coordinates

ry=Tje—Xhs (1326)
Tpe +myr
Ry = Zelle TOATLE (13.27)
m, + my,

allows Eq. (13.24) to be written as:

Eo+3 2 2
(me + myp) u me mp 4ﬂ8\/im——bl)2

L L
+V.® <|Ze| - 5) + V0 <|Zh| - 5) }ﬂ(re, ry) = Ey(re, ry), (13.28)

2 2 2
[ P Pl | Pi.  Pia e

for which solutions can be found of the form
Y(r,, 1) = eXRig(z,, 21, 1)), (13.29)

with Py, p; being the in-plane center-of-mass and relative momenta, respectively,
and nK| is the eigenvalue of P.
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Following [7, 377], ground-state solutions to this problem are sought variation-
ally by using the following ansétze:

(D) ¢(zes zn 1)) = X1z X110 (2RI, (13.30)

(1) ¢Ger 2 X)) = X1.o(Ze)x1n(zp)e ¥ T+ (13.31)

where A is the variational parameter. The subscripts 1 on the z-part envelope func-
tions refer to the lowest subband indices n = m = 1.

In this simple idealized picture of exciton states, one should note that various
forms can be formed such as e-hh and e-lh excitons. The various exciton forms
are decoupled. Thus, it is meaningful to assign an effective Bohr radius and an
effective Rydberg energy for each exciton form. For the e-hh and e-lh excitons,
we have:

A eh? winet
Y= R = ———, 13.32
@i wine? T 2(4me)2h? ( )
4 eh? wine®
X = RS = , 13.33
T e T 2(4e)n? (1339
and
meMpp memip
= —, = 13.34
hn r— Min r— ( )

Some trivial conclusions are immediately apparent. Since the /i mass is smaller
than the 2h mass, the reduced [/ mass is smaller than the reduced Ak mass, and the
e-lh Bohr radius is larger than the e-hh Bohr radius. Similarly, the e-/h Rydberg
energy is smaller than the e-hh Rydberg energy. The intuitive explanation is that
the smaller hole mass the weaker the exciton is bound. We point out that the e-/h
reduced mass need not be smaller than the e-hh mass if multiband-coupling effects
are taken into account as will be shown.

In Fig. 13.5, we plot the exciton binding energy as a function of the quantum-
well width L, i.e., the thickness of the B layer in the case with infinite electron
and hole barrier potentials. Evidently, the binding energy increases from the bulk
value R, corresponding to L — o0) to 4 R, as L — 0, a result that is qual-
itatively similar to the hydrogenic impurity binding energy vs. electron-impurity
distance. The similarity with the impurity problem is maintained also in the case
with finite-barrier potentials: The binding energy increases as L decreases from
infinity, reaches a maximum, and then drops to the Rydberg energy of the barrier
material.

Excitons in quantum dots have been reviewed in a number of publications [188,
340, 378, 379].
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Fig. 13.5 Exciton binding energy (in units of R,) calculated as a function of the quantum-well
width L (in units of the bulk Bohr radius a). The curves labelled (1) and (2) correspond to the vari-
ational expressions: Eqs. (13.30) and (13.31), respectively. Adapted with permission from [357].
(©1982 by the American Physical Society

13.5.2 Type-II Excitons

A type-II quantum-well exciton is characterized by having the electron and hole
forming the exciton spatially separated. For instance, in a GaSb-InAs-GaSb quan-
tum well and in the absence of Coulomb interaction, holes are free to move in the
semi-infinite GaSb layers where the valence-band maximum is located. They will,
unless the hole kinetic energy is large, be confined to one of the two semi-infinite
regions assuming tunneling through the InAs barrier is weak. The electron, however,
is confined to the InAs quantum-well region where the conduction-band minimum
is located. The material combination GaSb-InAs-GaSb is interesting because the
valence-band maximum in GaSb is higher than the conduction-band minimum in
InAs.
For type-II excitons, the idealized Hamiltonian reads

Byt Loy P ¢ veoll-E)-ve (- L
AT om, T omy  amer,—ry o\ T2 )

XY (re, Tp) = EY(re, ), (13.35)

where the sign of the hole-confinement term: V,®(|z;| — L/2) is now negative.



13.5 Excitons 377

Following [377], a variational solution, ¥ (r., r;) [= exp(iK; - R)¢(ze, 2., 1)1,
for the ground state is sought as

L —b@-5L L
D (Zes 2n, 1) = X1,e(2e) | | 20 — ) 420 |z — )

L b L
— <zh + E) e @D <—zh — E)] e /A, (13.36)

where b and A are variational parameters and the A-B material interfaces are located
atz = —L/2 and z = L/2. The electron z-part wave function is assumed to be the
lowest quantum-well state corresponding to complete confinement:

X1.e(ze) = cos (HLZE) (13.37)

This choice reflects that the exciton ground state is expected to be an even function
in the z,, z;, coordinates while the hole probability is highest near the A—B interfaces
due to the Coulomb attraction with the quantum-well confined electron.

In Fig. 13.6, the exciton binding energy (in units of the bulk InAs Rydberg exci-
ton binding energy R,) is plotted as a function of the quantum-well width L for
the GaSb-InAs-GaSb type-II heterostructure in units of the bulk InAs exciton Bohr
radius a... The dashed part of the line indicates that the electron energy E; lies
below the valence-band maximum. Note by comparison with Fig. 13.5 that the bind-
ing energy (for a given quantum-well width L) in the type-II case is considerably
smaller than for a type-I system due to the spatial separation (and hence reduced
Coulomb interaction) of the electron and hole in type-II systems. In actual fact,
exciton binding energies are smaller in the type-II heterostructure case as compared
to the bulk.

13.5.3 Multiband Theory of Excitons

In [380], exciton states in CdS quantum dots were calculated by diagonalizing the
full Hamiltonian (in a finite set of basis states found in the case without Coulomb
interaction) consisting of a one-band electron Hamiltonian in the two S spin states,
a 6 x 6 Hamiltonian in the hole P states, and the Coulomb interaction between
the electron and hole. The model accounts for position-dependent permittivity and
effective-mass parameters and particle self-energy effects. Exciton ground-state
results for spherical and tetrahedal quantum-dot structures are qualitatively alike
with binding energies in the sphere case increasing from approximately 100 meV at
aradius of 4.5 nm to approximately 350 meV at a radius of 3.0 nm. A nice review of
multiband calculations of excitonic effects in quantum dots up to 2000 was provided
by Efros and Rosen [188].
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Fig. 13.6 Exciton binding energy (in units of Ry ) as a function of quantum-well width L (in
units of a.) for a GaSb/InAs/GaSb double heterostructure. The dashed line indicates that the
ground-state electron subband energy E; lies below the top of the GaSb valence band. Adapted
with permission from [357]. ©)1982 by the American Physical Society

13.6 Magnetic Problem

We recall that the simple, parabolic-band model for bulk can be solved exactly in
the presence of a static magnetic field but not the multiband problem. Of course, for
a nanostructure, exact solutions are, in general, not available even in the one-band
case.

The study of magnetic field within a one-band approach has been carried out
for graded semiconductors [172], quantum wells [91, 333, 381-383], quantum
wires [384-387], quantum rings [388, 389], and quantum dots [372]. The study
of magnetic field within a multiband approach has been carried out for quantum
wells [195, 390-398], quantum wires, quantum rings [255, 257], and quantum
dots [256, 399-402]. Altarelli and Platero [394] did the first multiband calculation
with parallel magnetic field; this was done using the axial approximation and with
p, = 0. A Burt—Foreman formulation has been derived [403].

A few examples of the above works will now be discussed in order to illustrate
the types of equations and solutions to the magnetic problem. A useful but dated
review was provided by Maan [404].
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13.6.1 One-Band Model

Consider first a single, isotropic and parabolic band in the bulk, subject to a confine-
ment potential V(z) and in a static and uniform magnetic field B = (0, B, B,) =
B(0, sinf, cos§) where 6 is measured from the z axis and Bj (B) means the
component parallel (perpendicular) to the QW plane. Note that there is an analytic
solution for a parabolic quantum well with an arbitrary orientation of the magnetic
field [381].

13.6.1.1 Equation

The equation for an electron in a magnetic field is obtained by first writing down the
effective Hamiltonian in the absence of a field (Chap. 12) then adding the magnetic
field via the minimal-coupling procedure (Chap. 9), and, if necessary, adding a Zee-
man term. The Hamiltonian for a quantum well can then be written as (assuming 1,
to be independent of z):

H=H+H +W, (13.38)
where
pg ezBﬁZZ 1 N
Hi(z)=—+V(@+ + —g"upB, (13.39)
2m, 2m, 2
p; 1 2
H (x) = —* + (hkv + ele) , (13.40)
2m,  2m, ’
eBH
W(x,z) = pxz o (13.41)

e

which is a separable problem in the absence of the interaction term W. Indeed,
analytic solutions have been proposed for the two separate cases of parallel and
perpendicular (also known as in-plane) magnetic field. For completeness, we note
that if the spatial dependence of the mass is taken into consideration (or if one goes
beyond the parabolic-band approximation), then the problem is no longer separable
even in the absence of a magnetic field [405].

13.6.1.2 Perpendicular Magnetic Field

Analytic solutions have been proposed in a number of articles for when the magnetic
field is in the growth direction [406]. Here, W = 0, H| is the QW problem, and H
is the simple harmonic oscillator problem. Let

HHXm(Z) = & xm(2), (13.42)
H¢p(x) = €,0u(x). (13.43)
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The eigenvalues of the ¢, equation (being independent of the value of k) are [refer
to Eq. (9.27)]:

1
&y = (n + 5) hwe. , (13.44)

where w.; = eB] /m,.

Each zero-field subband splits into a Landau fan chart (Fig. 13.7). Labeling the
Landau levels by |m, n) (leaving out the degeneracy with respect to k, and the Zee-
man splitting for simplicity), one notes that there can be a crossing of levels from
different subbands if

E;;l —&p = — n/)hwc||~

E
2,1>
11,1>
12,0>
2
5 [1,0>
€1
B

Fig. 13.7 Landau levels for a quantum well in a perpendicular magnetic field within the one-band
model

13.6.1.3 In-Plane Magnetic Field

Here the magnetic field is in the QW plane and B, = 0. We can rewrite Eq. (13.38)
as (leaving out the Zeeman term for simplicity)

H = Zng(p-‘z’ + PZZ) + 2;6 (px +eBj2)* + V(2). (13.45)
Let the solution
f@) = x(z)e i), (13.46)
giving the following differential equation:
% - 2% |:E - Z:‘z — mewa(Z +20)° — V(z)] x =0, (13.47)
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with zg = aszy (orbit center) and a% = h/(eB)) (ap is known as the magnetic
length). The solution has been shown to reduce to the Weber functions [407].
Two interesting effects for a superlattice structure are when the cyclotron radius,

RCZ—,S:—,

NG 1

is comparable to the layer thicknesses and when the cyclotron energy is comparable
to the miniband width. For example, a magnetic field of 10 T gives a cyclotron radius
of approximately 10 nm. It has been observed experimentally, for a 1,12-3.92 nm
Alp4GagcAs—GaAs superlattice in a magnetic field of 15-20 T, that there are peaks
in the luminescence at low energies due to interband Landau-level transitions but
that they disappear at higher energies [382]. This observation has been correlated to
the fact that cyclotron motion is allowed when the energies fall within the zero-field
minibands (giving rise to flat Landau levels, i.e., the levels are not dependent on
the orbit center) but that when the energies fall within the zero-field minigaps, the
carriers are reflected by the barriers and the Landau levels become dispersive and
making these transitions less observable.

13.6.1.4 Arbitrary Magnetic Field

This has also been refered to as the tilted magnetic field case [408]. Note that the
problem is separable if the potential is parabolic [409]. Otherwise, a number of
numerical methods have been proposed such as variational [410], finite and reduced
bases [408], and perturbation [411].

We will present in detail the perturbative approach with W as the perturbation.
In actual fact, if W = 0 eigenfunctions f can be written as

Smn (X, 2) = X (2)Pn(x) , (13.48)

with x and ¢ as defined in Egs. (13.42) and (13.43).
Since

(Dnlpxcln) =0, (13.49)

W must be treated using second-order perturbation theory. According to second-
order perturbation theory, the energy shifts §Ew stemming from W, can be
obtained as

2
LBH) (X2 X ) 121 P ) 1P

(5
SEw =
(m’,n;m,n) sm - %-m’ + (n — n/)hwcl

, (13.50)

assuming the energy denominator does not become too small corresponding to near-
degeneracy of unperturbed states. In the case of near-degeneracy, W must be treated
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using degenerate perturbation theory. For a square quantum well, parity dictates
that there is no coupling (i.e., §Ey = 0) unless m and m' refer to states of opposite
parity. In addition, the matrix element (¢, |p.|¢,/) requires n and n’ to differ by
one. When these two conditions are satisfied, such crossings as in Fig. 13.7 become
anti-crossings.

Alternatively, the term ezBﬁz2 /(2m,) in H) can be solved for using first-order
perturbation theory. The energy shifts § E become

2p2

(SE—eBH(’ 2y (13.51)
= 2m Xle |Xm>7 .

where now yx,, are eigenstates of the Hamiltonian

2
: 1
Hﬁ(z) = P + V(z) £ =g*upB. (13.52)
2m, 2

It is sometimes convenient to treat ezBﬁf /(2m,) as a first-order perturbation since
the states y,, can be easily found and henceforth used as an expansion set for the full
Hamiltonian problem [Eq. (13.38)]. For a 100 A GaAs quantum well in a magnetic
field of 10T, Bastard [7] has estimated  E| < 1 meV.

13.6.2 Multiband Model

There are two basic approaches to the multiband problem.

13.6.2.1 Luttinger-Kohn Approach

The procedure for incorporating the magnetic field is similar to the one-band
case [89, 390, 393], whereby the c-number k in a bulk multiband Hamiltonian
becomes an operator, the magnetic field is introduced via the minimal coupling and
a confinement potential V (r) is added to the Hamiltonian [95]. For concreteness, we
will focus on a quantum well grown in the z direction and with the magnetic field
in the same direction. Then, the vector potential is in the x—y plane and one can
introduce harmonic-oscillator operators as was first done by LK:

. 1 1
a'=—ky,a=—k_, (13.53)
V2s " V2s

where ki = k, & iky. As an example, the Hamiltonian used by Yang, Broido and
Sham [393] is reproduced here:
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—P— Q- 3B —R S 0
_Ri _ 1 _
Hyps = R P+Q+1ikB 0 1 S
Y 0 —P+Q—5«B —R
0 st —Rf —P—Q+ 3B
(13.54)
with
P =22+ 20.a"
—7( z+ wcaa+wc)a
0= %(—2]{? + 2weala + we),
R = —37w.a® — Vuwal, (13.55)

§= \/6y3kzwca >

_ 1 1
y = E(Vl + )= 5()’3 - 2).

This is obtained by starting with the LK Hamiltonian and keeping k. as an (dif-
ferential) operator. As we have seen in the discussion without a magnetic field,
this “canonical” quantization procedure has an operator-ordering problem when
the k - p parameters are position dependent. There are two possible resolutions.
One is assume the k - p parameters constant (as in the above equations). The other
is to impose the symmetrization principle as in the zero-field case. Yang, Broido
and Sham [393] provides a detailed discussion of the solution to Hypgg. The prob-
lem with a magnetic field perpendicular to the growth direction can be similarly
treated [394, 412].

13.6.2.2 Burt-Foreman Model

A Burt-Foreman formulation of the multiband problem has been derived [403].
It was found that there can be significant disagreement with the conventional LK
formulation at large magnetic field and that the BF model agrees more with a single-
band calculation (Fig. 13.8).

Note, however, that the recent first-principles theory of Foreman [413] predict
additional interface terms not present in the theory of Mlinar et al. This is to be
expected since, as already discussed in the previous chapter, the BF Hamiltonian
neglects a number of interfacial terms in the exact envelope-function theory.
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Fig. 13.8 Comparison of LK and BF magnetic Hamiltonians for quantum dots. Reprinted with
permission from [403]. (©2005 by the American Physical Society

13.7 Static Electric Field

In a quantum well, there are two kinds of DC Stark effects, either with the electric
field along the growth direction (longitudinal Stark effect) or perpendicular to it
(transverse Stark effect); these configurations are depicted in Fig. 13.9.

13.7.1 Transverse Stark Effect

This problem is mathematically almost identical to the bulk problem (Sect. 10.2).
Within a one-band model, the problem is separable. Consider a quantum well grown
along the z direction and an external DC electric field £ applied along the x direc-
tion. The effective-mass Hamiltonian of an electron reads
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2 2 2
P>
H=2 poery 2 1 P2 Ly, (13.56)
2m* 2m* 2m*

where parameters take their usual meaning. Evidently, in the classical case, the
energy E, associated with motion along the x direction requires x < E,/e€. The
wave function can be sought as

Y (1) = ¢p(x)xu ()™, (13.57)

where yx, is the n’th quantum-well bound state with energy E,. Writing for the total
energy

21,2
E=E,+—2+4+E,, (13.58)

2m*

and ¢ is the solution to the differential equation

2
( Pr e5x> d(x) = Erp(x), (13.59)

2m*
with the boundary condition

lim_[¢(x)] < co. (13.60)

This differential equation is solved by transforming x into 1 defined as

E o\
X ad ( ) n, (13.61)

- e \2m*e€

and Eq. (13.59) becomes the Airy equation:

d2¢ +n¢p =0 (13.62)
dn2 77 - ) .
where
lim |¢p(n)] < oo. (13.63)
n—to0

The solutions are given in standard textbooks:

] 2 an
= J2EKis | 2P|, n<o,
o) 3 K13 3|TI| n <

1 2 2
o0 = 3T [1_1/3 (;ﬁ”) + (gnm)} , 1=>0, (13.64)
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where J, and K, are the Bessel J and K functions of order v, respectively. The
asymptotic properties of this solution are

2
() ~ In|~""*exp [—gmrﬂ , N —> —00,

v

]2
o(n) ~ |,7|—1/4 sin |:§n3/2 _ Z:| , N — Q. (13.65)

Since the potential term e€x is arbitrarily negative as x — —oo, the spectrum is
continuous. In particular, bounded solutions with any E, < 0 are allowed whenever
& # 0. Similarly, for holes, a continuous spectrum exists above the valence-band
edge whenever £ # 0. In turn, this implies that band-to-band optical absorption at a
photon energy /iw can occur below the £ = 0 limit: Eg+ E|+ H,, where Ey, E|, H,
are the bulk energy gap, the first electron and first hole quantization energy measured
above the conduction and below the valence-band edge, respectively. The absorption
coefficient oscillates as a function of w if £ # 0 an effect known as the Franz-
Keldysh effect. Further, the conclusions obtained here for the quantum-well case
can be carried over to the bulk case by replacing E,, and H,, with hzkzz /(2m7) and
hzkzz /(2m}), respectively.

13.7.2 Longitudinal Stark Effect

Consider next the case where the electric field is parallel to the quantum-well growth
direction. A longitudinal field (Fig. 13.9) leads to a spatial separation of photoex-
cited electrons and holes and a consequent reduction in both the transition energy
and absorption coefficient. The Hamiltonian reads

Ec(z)

Z

Fig. 13.9 Static electric fields in a quantum well: (a) transverse, (b) longitudinal
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_p§+p§+ P2
T 2m* 2m

iy e€z+ V(2). (13.66)

The in-plane motion is now free and the general solution can be written as
Iﬂ(l‘) — ei(kxx—kkyy)xn(z). (13.67)

If the electric field is small enough, it is possible to treat the Stark term perturba-
tively. In first-order perturbation theory for symmetric confinement potentials V (z),
the Stark effect vanishes since the Stark term has odd parity and eigenstates are all
parity eigenstates. For an effect we must resort to second-order perturbation theory,
i.e., the energy shift becomes

202 |an|
€ Z " (13.68)
m#n
where
Znm =/ dz xm(z)zxn(z) (13.69)

and X,-O, E? are the unperturbed i’th eigenstate and energy eigenvalue, respectively.
The change in groundstate energy satisfies

AE; ~ m*L*E?, (13.70)

being quadratic in the electric field and growing to the fourth power in the quantum-
well width. Thus, as the electric field (or the quantum-well width) increases,
Eq. (13.70) applies only as long as AE| << Eg - E? In the general case, where
perturbation theory does not necessarily apply, one can assume a variational solution
for the groundstate, e.g., in the form

x12) = x)(@)e P (13.71)

For electrons and holes variational solutions are sought as § = B, and 8 = —p8),
(Be, Brn > 0), respectively, due to the opposite electric-field force directions on the
electron and the hole. If one introduces the carrier characteristic penetration length
k! of the ground state into the barrier region and the quantum-well barrier height
Vg for the electron, different qualitative regimes exist for the electron ground state
depending on

(@) £€=0,
2
(b) 62522 EMA << E) — EY,

0_ O
m#n N Em

(c) ek << Vy — E?,
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(d) efx™" ~> Vy — E. (13.72)

In case (a), for a symmetric quantum-well confinement potential, the ground state is
even and symmetrically positioned with respect to the center of the quantum well.
As the electric field increases, the electron ground state is linearly shifted with £
towards one end of the quantum well [case (b)]. As the electric field increases further
[case (c)], electrons accumulate near one end of the quantum well still confined
within the quantum well, i.e., the ground state decays exponentially outside the
quantum-well region. In case (d), the electric field is sufficiently strong that elec-
trons escape the quantum well region and solutions oscillate in the barrier regions.
The same qualitative behavior is found for hole solutions except that they are shifted
by the electric field towards the other end of the quantum well. Finally, it should be
mentioned that the longitudinal Stark effect problem can be solved exactly by writ-
ing solutions in the various regions: to the left of the quantum well, in the quantum
well, and to the right of the quantum well as a linear combination of Airy functions
and matching boundary conditions at the quantum-well interfaces.

13.7.3 Multiband Theory

There have been a few treatments of electric fields within a multiband k - p theory
in nanostructures [414].

A multiband analysis of Stark effects in heterostructures has been carried out by
Dupertuis et al. [415] revealing that two-dimensional confinement in GaAs/AlGaAs
V-groove structures can lead to wave function splitting and cascading. In [415], a
one-band (four-band) model is used for the conduction electrons (hh and [ states)
and consequences of the changes in wave function character on Stark shifts, oscil-
lation strengths, and electroabsorption spectra examined. In particular, it is demon-
strated that electroabsorption spectra show duplicate peaks as a consequence of the
wave function changes.

The quantum-confined Stark effects has also been explored in Ge quantum wells
grown on virtual SiGe substrates using an eight-band k - p analysis [416]. As is
well known, due to the indirect band gap of Si, electro-optical effects are of much
less significance in Si than in the AlGaAs and InGaAsP material systems. It is
shown [416] that eight-band modeling of compressively-strained Ge quantum-well
structures subject to varying degrees of externally-applied electric fields leads to
excellent agreement with experiments and indicates direct band-gap absorption at
low electric fields.

Spin splittings due to interface inversion asymmetry have been demonstrated in
envelope-function approximation calculations in the late 1990s [417, 418]. These
results were further supported by group-theoretical analyses [245] and measure-
ments [419]. Structural inversion asymmetry in two-dimensional structures has been
intensively studied for electrons and holes, particularly, the determination of the
effective electron Rashba coefficient [420-422],
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(BE), (13.73)

where (-) denotes averaging over the well and barrier material regions. The Rashba
coefficient appears in the electron dispersion,

Ey = ak? + (BE)k, (13.74)
stemming from the Rashba Hamiltonian,
H=pg&i(k_oy —kio_), (13.75)

where 2a/h? and &, denote the reciprocal effective electrin mass and the electric
field, respectively. Due to the fourfold degeneracy of the I'y’ valence bands, struc-
tural inversion asymmetry hole spin splittings show different and more compli-
cated characteristics as compared to the inversion asymmetry electron spin split-
ting [89, 423, 424].

Recently, the effect of an electric field on spin splitting in Si/SiGe quantum
wells has been examined [425] using a combination of the sp3d’s* tight-binding
method and a generalized envelope-function approximation extended to asymmet-
rical quantum wells. It is demonstrated [425] that the electric field modifies the
interface-induced spin splittings and gives rise to a Rashba-type contribution to the
electron Hamiltonian. The valley splittings and spin splittings are shown to oscillate
with the quantum-well width due to intervalley reflection of the electron wave at
the interfaces. It is found that spin-splitting oscillations are suppressed in rather low
electric fields.



Chapter 14
Conclusion

In this book, we have tried to show (at times in great detail) how to apply the k - p
theory to semiconductors with cubic and hexagonal structures. We have then shown
how the theory gets modified by the inclusion of a variety of external fields and
deformations.

The attention devoted to the old but classic works of Dresselhaus, Kip, Kittel,
Luttinger, Kohn, Kane, Cardona, Pikus, Bir and many others was intentional because,
all too often now, these pioneering work get relegated to a footnote in modern texts
or even altogether forgotten. Surprisingly, a lot of this early work is still valid today
and those Hamiltonians are still being used in the research literature. For example,
as discussed in Chap. 10, recent work on the treatment of electric field in periodic
solids has pointed to the amazingly versatile nature of the Luttinger—Kohn basis.
Still, the goal in writing this book was also to report on some more recent work
that has received little attention beyond the original literature. One such example is
the Burt—Foreman theory, where the only other extensive discussion appears to be a
section in the book by Ridley [17].

We also hope this book is only the starting point of a journey into the intricacies
and beauty of the k - p method. We are convinced the reader will find places in the
book where they believe the theory is inadequate and attempt to correct that. One
such example that quickly comes to mind is in the heterostructure theory.

There are many topics, and papers, that simply had to be left out to make this
project manageable. We would like to mention a few of those. First is the fact
that we have presented one form of the k - p theory. Thus, we did not address
the issue of how to formulate the theory for a many-particle problem in general
(a brief discussion was given within the context of the exciton problem); this was
addressed by Kohn [426]. Also, we did not consider the theory for other types
of one-electron Hamiltonians, such as the Dirac equation [427]. Next, a major
restriction was to the three main types of crystal structures. Certainly, applica-
tions to other crystal structures have also been carried out [428—433]. Examples
here include general studies [430—432], the surface problem (particularly via a
complex-band-structure formulation [434]), the important problem of cubic rocksalt
structures [428, 429, 435, 436] and the more recent graphene and nanotube struc-
tures [437, 438]. In addition, there is also work for a k - p expansion starting from

L.C. Lew Yan Voon, M. Willatzen, The k - p Method, 391
DOI 10.1007/978-3-540-92872-0_14, © Springer-Verlag Berlin Heidelberg 2009
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a point other than the zone center of the Brillouin zone [439, 440]. Finally, another
major omission was of course in terms of applications. We have already listed a
number of books in the Introduction that covers various applications from optical to
transport. In most cases, the band-structure theory is only a passive component of the
calculation (such as providing the energy levels and momentum matrix elements for
an optical-coefficient calculation). Other times, the electronic structure is modified
by the problem at hand, such as in a self-consistent charge calculation [173] or in
the presence of electromechanical phenomena [49, 57, 323, 441, 442].



Appendix A
Quantum Mechanics and Group Theory

A.1 Lowdin Perturbation Theory

P.O. Lowdin introduced a perturbation scheme for treating the mutual influence of
two classes of unperturbed states [443]. The usual nondegenerate theory applies
when one of the classes has only one state.

A.1.1 Variational Principle

Given a set of unperturbed eigensolutions, one can write the exact solution as

N
RS Z v, (A.1)

n=1

This is an equality only if {(”} is a complete set, in which case the C,’s are fixed
by the choice of the basis set. If the set is incomplete, then the relation is only
approximate, and the C,’s can be chosen in order to minimize the error. This is the
variational approach.

Defining the Hamiltonian matrix element

H,, = / dr O Hy @, (A.2)

then the energy is given by the expectation value

_ fdl‘ w*Hw _ Zmn C;:LH’W!C”

T Jdryry Y, CiC, A

The variational principle says that the energy is an extremum when the coefficients
C,, are modified, i.e., sE/8C,, = 0, giving

393
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XN:[ - mn]C =0, m=1,N. (A4)

n=I

This is a set of N linear equations.

A.1.2 Perturbation Formula

One starts by dividing the basis ¥?) into two classes:

v=> vV +> v (A.5)

meA neB

Set A is chosen to be the normal set and one treats the influence of states in set
B as a perturbation on the states in A. For example, the usual approach leads to
a secular determinant with dimension dim(A)+dim(B). But, Lowdin perturbation
has a determinant of dimension dim(A). This is appropriate when we only need the
lowest set of dim(A) eigenvalues. In order to get the same set of lower eigenvalues,
however, one needs a new set of states A perturbed from A by set B. For this, one
obviously has to work with the secular equation rather than the secular determinant.
We rewrite Eq. (A.4) as

(E = Hyn)Cp = Y H;,,Co + Y _ H,, Ca, (A.6)
neA neB
with
H,;m = mn(l mn)~ (A7)

The coefficients can, therefore, be rewritten as
o= (D4X) = (DT e
neA neB neA neB

Since we want to set up a secular determinant solely in terms of A-like states (Z),
we need to iterate away all states B:

Cu=) h,Cit Y I,C,

neA neB
=Y W, Cot Y I, [Z oy Co + Y 1, C. }
neA neB acA aeB

- thuc +Zzht/mh;nac +Z Z h}inh:na aﬂ

neA neA aeB neA a,peB
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=> { F Y bl Y M bl + } C, (A.9)

neA aeB o,feB
1 ):w(Hu/tﬁH[/in
— + ”'l(l (l)l + + . Cn
(E - Hmm) ; |: g (E Haa) éB (E HO!O()(E Hﬂﬂ) i|
— 1 A
= Fh0 ; (U2, = Hyudn ] Ca, (A.10)
where
H H ,H,
Urgn = H,, + Z Ema Han Z - In-;a aﬂE ﬂnH . (A.11)
aEB( owt) ﬁeB( - OtDt)( - /3/3)
Now, form € A,
(E - Hmm)Cm = Z [Un?n - Hmnamn] Cnv
neA
= > [Up — E8u] Cu =0. (A.12)
m,neA

Hence, we get a set of secular equations with the original Hamiltonian replaced
by the renormalized Hamiltonian U*. Since m,n € A in Eq. (A.12) and o € B
in Eq. (A.11), the primes on the Hamiltonian matrix elements in the latter can be
dropped, giving

H,.H
U;;:,,E m”_i_Z mattan

Hiyo Hop Hp,
+ > (A.13)
— Hy,) (E

o,BeB - Haot)(E - Hﬁﬁ).

This is the form of the renormalized Hamiltonian that will be used in applications.
Note that it is a function of the desired eigenvalues E’; hence, in practice, a self-
consistent solution is needed.

For m = « € B, we have in Eq. (A.10),

San:OVneA

= Ca= Gz Haa>2 (A.14)

This procedure is valid (i.e., U can be truncated) if
|h,.| << 1, m,n € B,

i.e., when the spread in B-state energies is much less than the average separation of
A and B energies. We now give an alternative operator form of Eq. (A.9):
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C=[W+h -W+h W -W+--].C

We, finally, show how the Lowdin perturbation relates to other special cases.

A.1.2.1 A = Single, Nondegenerate State k

There is, thus, no summation in Eq. (A.12) and m, n = k. Hence,

U]é?( - E = 07
and
H|, H H, Hy Hy
E— U —H kn " nk km ~“mn cee A.15
kk K + Z (E Hnn) + mge:B (E Hmm)(E Hn”) + ( )
But

Hmn = Hmnamn + H & = Hy?m(smn + ans

mn
and so we have

an Vnk Vkm an Vnk
_Tkn Tk (A6
Eoep T X EompyE-Ep T MO

E=E0+ka+2

neB

which is the usual nondegenerate perturbation theory result.

A.1.2.2 A = Class of Degenerate States

Let us first recall the conventional procedure: one diagonalizes the degenerate states
to remove the degeneracy and then solve by nondegenerate perturbation theory.
According to the Lowdin procedure, we first incorporate B states into the A set by
writing down U,ﬁn. Then, one diagonalizes by using Eq. (A.12) to give C,,(m € A).
Finally, Eq. (A.14) gives C,,(m € B). For example, to second order,

/ H/
UA ~ mo
o Hun ) s

aeB

A.1.2.3 A = Class of Arbitrary States

For a nondegenerate k € A, one first eliminates system B by using Eq. (A.14), then
Eq. (A.12) says that U/ is the effective Hamiltonian in the A basis. Now, since k is
nondegenerate, the new basis is equivalent to the one treated in the nondegenerate
case with k being the sole state in A and the rest of A being equivalent to the B
states. Thus, Eq. (A.15) applies for the energy of state k if we write
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Hmn = U,,?nv
giving
/ ’
UAUA UAUAUA
E = UA + kn ™~ nk + km ™~ mn™ nk 4. A.17
SLEunt e on A

A.2 Group Representation Theory
A summary of some useful properties of group representations and their characters
is given in this section [444]. Let the group be denoted by G, its order (i.e., the num-

ber of elements) by [, = O(G), a group element by g, and the matrix representation
of the element by I"")(g).

A.2.1 Great Orthogonality Theorem

Lemma A.1 (Schur’s Second Lemma). A matrix which commutes with all the
matrices of an irreducible representation is a multiple of the unit matrix.

Lemma A.2 (Schur’s First Lemma). Given two irreducible representations I'V
and I'® of dimensions I, and l,, respectively, a rectangular matrix M that satisfies

r'em = Mr(),

for any g € G must be either (1) the zero matrix, or (2) a square matrix (I = 1)
and |M| # 0.

Theorem A.1 (Great Orthogonality Theorem). Given two irreducible representa-
tions of a group,

_ ) l
> Y@ TN (@ = d—gawsmfmsmu (A.18)
g 14

where l, = O(G), d, = Ti['"(e)], g € G.

For a multiplicative group, I"*)(g~"),,, is replaced by [F(“)(g)m,l]_l. For unitary
representations, Eq. (A.18) becomes

* v l
Z F(M) (g)mnF( )(g)m’n’ = d_gs;wgm’msnn’-
g I
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A.2.2 Characters

A.2.2.1 Definitions

An invariant of a matrix representation of an operator is the character:

X@) =Y Tum(g) (A.19)

Note that the characters of elements of a class are all the same. In addition, we have
x(e) =d,, (A.20)

where d, is the dimension of the matrix representation.
Characters for direct-product groups are given as follows:

x“P(g) = x"(©)x"(9),

[axa] _1 a2 ap, 2
X (&) = 2[)( (&) + x“(gM], (A.21)
1
x(g) = E[X“(g)2 — x“(g),

where the last two equations are for symmetrized and anti-symmetrized direct
products.

A.2.2.2 Theorems for Characters

1. A representation is irreducible iff

D I @ =1, (A.22)
8

2. The number of times n,, that a given irreducible representation 1" appears in
the reduction of a reducible representation I is

1
=g ; X"*() x (). (A.23)

3. The number of inequivalent irreducible representation of a group equals the num-
ber of classes.

4. The dimensions d,, of the irreducible representations satisfy the following sum
rule:

Y odi=1,. (A.24)
"
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5. Irreducible representations satisfy the following orthogonality equations:
Z X" (@)x"(g) =1y 8,00, (A.25)
8

DX PAMQ) = Ly 8. (A.26)
"

A.3 Angular-Momentum Theory

Basic properties of angular-momentum theory of use in this book are included here
for completeness.

A.3.1 Angular Momenta

The angular-momentum operator L has the following properties:

L x L = ifL,
L |lm) = mh|lm),
L%|Im) = I + DR?|Im), (A.27)

Lillm) = (L, +iLy)[Im) = /I( + 1) — m(m £ Dh|lm £ 1).

A.3.2 Spherical Tensors

Cartesian tensors are related to spherical tensors of rank y via the following unitary
transformation [81, 444]:

X, = —%(Xi” - x",

X, = \%(Xﬁ” +x",

X; =X\,

X = §<x;2> +X%) - %ng’,

Xy = _%<x;2> +Xx%) - %X{f{ (A.28)

2,0
X33 = \/;Xo ;
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i
X3 = E(X(IZ) + X9,

L o Lo
—z( =X,

s
[

i
X = —5<X§2) —X9).

A.3.3 Wigner-Eckart Theorem

The essense of the Wigner-Eckart theorem is that the matrix element of an irre-
ducible tensor (i.e., one that transforms according to the irreducible representation
of the group) with states that also transform according to the irreducible representa-
tions of the group can be written as a product of a “reduced matrix element” that is
independent of the rows of the various irreducible representations and of a Clebsch-
Gordan coefficient:

(njlIT® ' j')

V21

Following Trebin et al. [81], we will also use the Wigner-Eckart theorem in the
following form

(njm| T’ j'm'y = (j'ksm'ic|j'k; jm). (A.29)

s N
X e = (=) ™" (@11 XPN1B]") (_m g m) (A.30)

which is in terms of the Wigner 3 j symbols.

A.3.4 Wigner 3j Symbols

The Wigner 3 j symbols are given by [444]

JuJ2 3 (—Lyhimhmms
<m1 ny m3> - Wajgr{lmzsmﬁ‘mﬁ‘ma,o’ (A.31)
where
G1J2)
i (A32)

G+ = j)10s = i+ 32)1Gs +my +mo)l(j3 —my —mo)!(i + jo — Nk
[(Js + Jji + 2 + DG = mD!IGr + m)!(a — m2)!(ja +mz)!]%
y Z (=Dt Qs+ Dz + jo +my — )i —my + x)! .
k(s = i+ o — s +my +my — i)k + ji1 — jo —my —my)!

J3t+my+my=k=0



Appendix B
Symmetry Properties

B.1 Introduction

We are interested in: crystal symmetry, group table, action of symmetry operators
on real-space coordinates, first Brillouin zone (FBZ), group of wave vector Gy, irre-
ducible representations of Gy, character tables of Gy, compatibility relations, and
double groups. Most of the following information can be obtained from standard
sources (see, e.g., Bassani [445] and Birman [446]).

B.2 Zincblende

e Description

Two interpenetrating face-centered cubic (FCC) sublattices (Fig. B.1).
e Crystal lattice

FCC

O cation

/ @® O anion

Fig. B.1 Zincblende crystal structure

X

401
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e Space group

T7? — F43m (symmorphic)
e Point group

T; — 43m (inversion asymmetric)
e Cubic vector set

a = 00[100], a = 00[010], a3 = (10[001]

e Primitive vector set

t = 201101, t, = 211017, 5 = Lq0117
1 — 2 , L2 — 2 s, 3 — 2 .

e Fourier vector set

2T . — 2T — 27 —
B, = —[111],B, = —[111],B; = —[111].
ap ap ap

B Symmetry Properties

(B.1)

(B.2)

(B.3)

The corresponding Brillouin zone is displayed in Fig. B.2. The labeling of sym-

metry points are given in Table B.1.

Fig. B.2 First Brillouin zone of the face-centered cubic lattice

B.2.1 Point Group

The symmetry operations of the 7; point group are given in Table B.2. The def-
inition of the operators follows that of Bassani [445] (but is opposite to that of

Birman [446]).
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Table B.1 Labeling of symmetry points in the first Brillouin zone of zincblende

k 2 /ap)
r 0,0,0
X 1,0,0
111
L E,F,E
W 1,10
3 3
K/ 0, Z], 4 1
g// U }’_17’1_1
= > 10 7

Table B.2 Symmetry operations of the point group 7,

Class Operation R R™Ir
E {E|0} xyz
C? {C2,10} xXyz
{C2y |0} Xyz
{C2;10} Xyz
ICy {IC410} XzZy
(1c;;!0 Xzy
{IC4y10} ZyXx
{1c,'10} Zyx
{IC4.|0} yxz
{1c;.'10} yXZ
IC, {IC3,,10} yXz
{IC2,510} yxz
{ICZyzlo} XZy
{1C2,z10} xzy
{ICZ,rzlo} z y x
{1C2,z|0} Zyx
C3 {C3xyz|0} yax
{Cn10} Zxy
{C313:10} yzx
{C5.5.10} Xy
{C3xy3|0} y zx
{Ciyz10} x5y
{C313210} yzXx
{C5.5-10} ZXy

B.2.2 Irreducible Representations

The character tables of the irreducible representations of the double group at various
k points are given in Table B.3.

For example, at k = 0, the group is 7,. Various notations and basis functions are
given in Table B.4.
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B Symmetry Properties

Table B.3 Character tables of the double group of wave vector for zincblende

77 E E 3C2,3C;  6IC,  6IC, 61C,.6IC,  8C; 8C;
I 1 1 1 1 1 1 1 1
I 1 1 1 —1 —1 —1 —1 1
I 2 2 2 0 0 -1 -1
s 3 3 -1 -1 -1 1 0 0
s 3 3 -1 1 1 — 0 0
T 2 =2 0 V2 =2 0 1 -1
I 2 =2 0 -2 V2 0 1 -1
Iy 4 —4 0 0 0 0 -1 1
Fl ~ s — Fg
Iis ~ (x,y,2), (xy, yz,20) = I7(~ Y1)+ I3(~ Y3,,)
Ta ~ (x% = y2,322 o

c, E E Cay, Coy 1Cyy,, ICy, 1Cyyz, 1Coyz

Ay 1 1 1 1 1

Ar 1 1 1 -1 -1

Aj 1 1 -1 1 -1

Ay 1 1 -1 -1 1

As 2 -2 0 0 0

’ T~ 2l al ~ — Eval 771 N7al T
D2d EE Coy, Cox C2y, CZZ? C2y7 C2z I1Cyy, IC4X1 ICy,, IC4X 1C2yz’ IC2yEs ICZyz» ICZyE
X, 11 1 1 1 1 1
X, 11 1 1 -1 -1 —1
X; 11 1 -1 -1 -1 1
X4 11 1 -1 1 1 —1
Xs 22 =2 0 0 0 0
X 222 0 0 NG -2 0
X; 22 0 0 -2 V2 0
— — = = 1 = —-1

Cév E E ICins ICZx?a ICZy? ICZX% IC2X27 IC2yE C3xyz, nglyz C}X)’Z! C3xyz
AL 11 1 1 1
As,Ly 1 1 -1 -1 1 1
Ay, Ly 2 2 0 0 —1 —1
Ay, Ly 1 i —i -1 1
As,Ls 1 — —i i -1
Ag,Lg 2 — 0 0 1 —
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B.2 Zincblende

87 87

[ Ly

Ly oI

L1 “Crerl “Urerl  dxxzeadizdx Yy 194 i sty 4 4
e reor L 4} i sty S vy

) =g - x q q q ar gr gy

Trerrl y y oy a a a

s y y y L7 Ly ¥4

[8¥+] 6Sd [12] com

loclsedl  [#19sT [ppvlv9L  “[evvl mSd [celssa  [e€l Smad

suonounj siseq pue suonejuasaidoy ¥z —jutod _ :9pud[qoul7 ¢ dqeL



406 B Symmetry Properties
B.3 Diamond

e Description
Two interpenetrating FCC sublattices. The Brillouin zone is the same as for
zincblende.
e Crystal lattice
FCC
e Space group
0] — Fd3m (nonsymmorphic)
e Point group
O, — m3m (inversion symmetric)

B.3.1 Symmetry Operators

The symmetry operators are given in Table B.5. The remaining description of the
real-space lattice is identical to the zincblende case.

Table B.5 Rotational symmetry operations for diamond (O;, symmetry); T = (1, 1, 1)ag/4
Type {R[0} {R[0}'r  Type {R|r} (R|r} 'r

E xXyz 1 Xyz
Cay xXyz I1Cy, Xyz
Cyy xXyz 1Cyy xXyz
Cy, xXyz 1C,, xXyz
ICyy XZy Ciy xXzy
icy xzy c;! xZy
ICyy ZyXx Cyy Zyx
1cy) Iy x C Ty X
ICy; yxz Cy; yxz
cy! yXZ c,! Jxz
I Cyyy yXxz Coyy yXZ
I1Coyy yXz Cay yxz
1Cyy, xXzZy Cyy; xXzy
1Cyyz xXzy Cayz xXzy
ICsz z y X CZxZ Z y X
I1Cyyz Zyx Coxz zZyx
C3x)~ yx IC3,C_V& i?f
Ca: zxy ICy). Xy
C"ix)z ny [C{xlyz XZY
Ciy: Xy 1G5, Xy
CSxy‘ y zx IC3x) y X
Ciye Zxy 1C3,\ Xy
C3xy yzf ICSX)N yzx
Ciy Xy 1CyL Zxy
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B.3.2 Irreducible Representations

The character table of the irreducible representations of the O; double group at the
I" point is given in Table B.6. Various notations and basis functions are given in
Table B.7.

B.4 Wurtzite

e Description
The primitive cell is a hexagonal prism with four atoms (Fig. B.3). It is charac-
terized by three lattice parameters: the length of the ¢ axis, the c/a ratio, and the
bond-length parameter u.

e Crystal lattice
Hexagonal close packed (HCP)

@ anion

QO cation

X

Fig. B.3 Primitive cell for wurtzite. Atomic coordinates: r; = (0,0,0), r, = (0,0, uc), r3 =
((OR % ‘5) rs = (0, % ‘5 + uc). Reprinted with permission from [48]. (©1996 by the American
Physical Society
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Table B.7 Diamond: I" point — Oy. [ designation in last column refers to lowest / value for that
representation as given by von der Lage and Bethe [27]

KDWS [33] DKK [2] BSW [447] VLB [27] Heine [449] L56 [4] BP [1]

E54 [35]
rr i N o Ajg A AT s
F;r F2+ I B Asg A, A;r (1 =6)
ry ry I'p Y E, E ET  x?—y2 3717
ry s I 8 Tig T, F' R.R,.R.(-4
ry Iy Is € T Ty F o xy,yz.zx
I’ o ry o Al Ay Ay (=9
ry ry I B Agy Ay A, xyz
Iy I, I, v E, E E- (=5
ry s Is 3 T, T Fooxy.z
FS 25 F25 &’ Tzu T, F1 (l = 3)

Fig. B.4 First Brillouin zone for wurtzite

Table B.8 Labeling of symmetry points in the first Brillouin zone of wurtzite [33]

k (27)

r 0,0,0

A 0.0, 5-

171

L 0,@,27

M 0, .0

H 1T
3]11’ @a’h'

K —g,z,o

e Space group

C¢, — P63mc (non-symmorphic)
e Point group

Cey — 6mm
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e Hexagonal vector set

a; = a[100], a, = a[010], a3 = ¢[001]. (B.4)
e Primitive vector set
t = %[«/§T0], t, = a[010], t; = c[001]. (B.5)
e Fourier vector set
By = 22000 B, = (101, Bs = ZX{001] (B.6)
1 — a \/g £ 2 = a \/g ’ 3 - c . .

The corresponding Brillouin zone is displayed in Fig. B.4. The labeling of sym-
metry points is given in Table B.8.

B.4.1 Irreducible Representations

The character table of the irreducible representations of the Cg, double group at
the I" point is given in Table B.9. Note that the ordering differs slightly from, for
example, Rashba [450]. Various notations are given in Table B.10.

Table B.9 Character table for the single and double group of k, C¢, (6mm), at the zone center (I”
point) of the Brillouin zone for the wurtzite crystal structure

C6u E C2 2C3 2C6 3O‘U 30‘d

I 1 1 1 1 1 1
I 1 1 1 1 -1 -1
I3 1 -1 1 -1 -1 1
Iy 1 -1 1 -1 1 —1
Is 2 =2 -1 1 0 0
Is 2 2 -1 -1 0 0

E E Cz,Ez 2C3 263 2C6 266 3O'U,3gv 30‘,1,35,1
r, 2 =2 0 1 -1 V3 -3 0 0
L 2 -2 0 1 -1 =3 3 0 0
Iy 2 =2 0o =2 2 0 0 0 0
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Table B.10 Waurtzite: I" point — C¢, (6mm). Notation for representations and corresponding basis

functions [20, 33]

KDWS[33] IP95[20] Basis

Fl A1 s,z,3zz—r2

n Az R,

I Ay x3 —3xy?

Iy Ay y3 —3yx?

FS E2 (RXaRy)a (X,)’), (ZX,)’Z)
I E; (2 = y%, xy)

I E| o, B

Iy E) (x +iy)a, (x —iy)’B
Iy E} (x +iy)a, (x —iy)B




Appendix C
Hamiltonians

C.1 Basis Matrices

In the method of invariants, the matrix representation of the effective k - p Hamilto-
nian is achieved with the use of basis matrices. Three sets are used in this book and
will be given using Eq. (A.27).

Clls=1

For a basis of spinors quantized along the z direction, the Pauli spin matrices are:

sz((l)(1)>,Gy=<(i)?)l>,01=((l)_01). (C.1)

Cl21l=1

In the basis |l m) (|1, 1), |1, 0), |1, —1)) and writing I; = L;/h,

L (010 L (0-10 10 0
L=—|101).,=—|10-1]..=|000 |. (2
v2\o10 V2\o 1 o 00—1
010 000
I,=|oot1],.=100], (C.3)
000 010
3
c13J=3

In the |J M) basis with M, = 2

413
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0% 00 0 -i% 0 O %000
Jx=§01o s o <0 | 030 0
01 0% 0 i o0 —ig|’ (o0—30 )
002L0 0 0 i o 000 —3
0430 0 5_000
0020 30 00
= 000[3)” 0200 €4
0000 0 0430

C.2 |JM,) States

For the cubic semiconductors, the |J = %M J) states are useful for describing the
states at k = 0. One choice is given in Table C.1. A comparison of different choices
is given in Table C.2.

Table C.1 |J, M) states

3 3 1 .
‘5 §>= ‘ﬁ>|(x+l)’)T>,

3 1 1 . 2

5 §>= %|(X+1Y) i)*\/;k 8
301 1 , \/7

2 —§> = —%Kx iy - §|Z 1),
3 3 1 .

§—§>= EKX—I)’) 1),

1 1 1 . 1

‘5 5>: ﬁl<x+ly)¢)+ﬁlz .
1 1 1 . 1
‘5 —§> = —EKX —iy) 1+ ﬁk 1),
ils 1),

C.3 Hamiltonians

A representative set of Hamiltonians described in this book is collected together
and repeated in this appendix for ease of reference. Some of the larger ones (e.g.,
the 14-band extended Kane Hamiltonian) are not repeated here; they are clearly
displayed within the book.
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C.3 Hamiltonians

=) I+ I+ (=) - 1— I+ (1 sh
(1-) a+) (a+) (1-) - - (a+) (4 s
I+ I+ - I+ + I+ = = - I+ I+ - ATM
Pt I— T+ (I-) - T+ T+ I— T+ I— T+ I+ (7 w_
s I+ I+ I+ I+ I+ - - I+ - I+ I+ Am\w_
I+ - - - - I+ I+ - - I+ - - (i— w_
PR - - - - I+ I+ - - I+ I+ I+ AM w_
oiz—° I— - - — I+ I+ I— I+ I+ I+ I+ (¢ €l
[+l 884 [1]1¢Ldg
[S11s6D [12] com [86] 8LM [sz1]06d [98] 99dd
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Ur SJUSTOYJ0D) 1D S[qEL UT USALS 9010Y0 In0 03 paredwod aouardip aseyd oy juasardar uaarS s10joey aseyd 9y [, "uoneWIOJSUL]) UBPION—Y3sqa]) 7°) AqeL
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C.3.1 Notations

Hyk(r) = E,(K)¥k(r) , (C.5)
2 h
H=L 4vao)+ — (o xVV) p=Ho+Ho, (C6)
2my 4dmgc?
»?
Hy=-—+V(@), (C.71
Zmo
h
Hy=—— (@ xVV)-p= Ho; , (C.3)
4moc?
HK)up, = 5n(k)unk , (C9
H(K) = Hy + Hs(K) + Hy.p, | (C.10)
Hy(K) = Hyo + Hso,k s (C.11
Hgox = W (0 xVV)-k. (C.12)

C.3.2 Diamond

The valence-band Hamiltonians of Dresselhaus, Kip and Kittel [2], of Chuang [15],
and of Cardona and Pollak [5] are given in Tables C.3, C.4, C.5, and C.6.

C.3.3 Zincblende

The Hamiltonians within the Kane model for zincblende are given in Tables C.7,
and C.8.

C.3.4 Wurtzite
The commonly-used basis functions for bulk wurtzite semiconductors are given in
Table C.9.

Three valence-band Hamiltonians for wurtzite are given in Tables C.10, C.11,
and C.12. The four-band Hamiltonian by Andreev and O’Reilly is given in Table C.13.

C.3.5 Heterostructures

We now give the Hamiltonians for various nanostructures (Tables C.13, C.14, C.15,
C.16, C.17, and C.18).

C.4 Summary of k - p Parameters

A few of the valence-band parameters are compared in Table C.19. Example band
parameters for a few semiconductors are given in Tables C.20 and C.21.
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Table C.3 Dresselhaus—Kip—Kittel Hamiltonian without spin for diamond

lyz) |zx) lxy)
e 0 — Lk} + M (k3 + k2) Nkik, Nkk,
ok (k) = Nk, LIZ + M (k2 + K2) Nk, ’
Nk, k. " Nkyk, Lk2+ M (K2 + k2)

with

L7 Z |(xy|pellov)

2 _
"0 wery .y Erg = B
= F +2G,
n? ! X lav)|?
M= Z |<Ey|Py| = )
"0 yerry, s T Tl
= H| + H,,

N = 1 i (xy|p:|lav)(lav|pe|yz) + (xy|pellav) (lav|p:|yz)
m(z) S Al anlll aed EI"7 - Eloc
aely Iy 15 Ios »

=F—-G+H — H,

’ —_
P )3 |(vzlp«|B; >|2,
mO IEI‘Z’ E]—v;g — E]
’ —_
G- ﬁz ) vzl pelyo)
Ery —Ei

5

lel,

I Z’ [(xylpyl83) 1
Hl — y1¥31 ,
* Epi—E
lelys 2

R Z [(xylpyles)

Ep: — E
lely; s {
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Table C.4 Dresselhaus—Kip—Kittel Hamiltonian in | JM;) basis for diamond

£ B B-b B-h kb B-b
1 1
ip R s 0 ~5R V2s
* 1 2 1 3
R* lpt29 0 -5 o200 3R
Hk) = [ s 0 lp+20 R Jire o p 20
0 —5* R* ip —V28* VLS
—LR L p-20) iR VIS LP ) - A 0
V25* _@R* (P —20) — xR 0 (P +Q)— A
with
Rk
P = (L+ M)k +k})+2Mk} + —,
mo

k>
_ 2 2 2
Q = M(k; +k;)+ Lk, + —,
) "~ 2my

N
R = ———(k, —ik,)k.,
ﬁ Y
1
S = ———[(L = M)(K? — k?) = 2iNk.k,].
e [( Wk — k) v
Table C.5 Six-band Hamiltonian in |JM;) basis using Chuang’s notation for diamond
33 31 3 1 3 3 11 1 1
232 132 E=3) 15 =3) I33) I3-2)
P+Q -S R 0 #S V2R
-5 P—Q 0 —-R V20 3s
Hw=-| " 0 P-0Q -s —\/gs* J20
* * 1 *
0 —R* -5 P+Q —V2R* %S
1 * 3
55t V20 —\/;S V2R P+4y O

V2R* \/gs* V20 Ls 0 P+ A

72
with
hZ
P = ﬁm(kﬁ +k;+K),
0
FL2
0= 2+ 12— 2%2),
2m0 - }
B2 .
S = 2n1/2 2V/3ys(ky — iky k.
0
hZ
R = —[—V30a (k2 — k) + 2iv/3ysk.k, 1.
Zmo Y :
Parameters:

Y1, V2, V3, Ao-
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C.4 Summary of k - p Parameters
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Table C.7 First-order eight-band Kane Hamiltonian in |J M) basis for zincblende

33 133 IS ) 5
P 1 1
i Jiee o0 - [iek
0 0 LPk_ 0
€l 0 0 0
0 eto-a JiPko 0
0 JiPk, @ +E) - [2Pk,
0 0 —J3Pk.  €k)
P
0o 0 Tk 0
1
o o Jire o0
Rk?
K) = o,
(k) e
ke = k, £ik,,

h
P = —i—(Sc|py|Xv).
mg
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Table C.8 Second-order four-band Kane Hamiltonian for zincblende

S X Y V4
A'k*+ Ey  Bkyk, +ik, P Bk k, + ik, P Bk ky + ik P
H(k) = e(k)1+ L'k} + Mk} + k2 N'k.k, N'k.k, ,
T L'k} + Mk} + k2) N'kyk,
L'k? + M(k2 + kf,)

where
R k? _h
ek) = —, P =—-1—(S|p:|X),
Zmo my
L' = F +2G,
M = Hy, + Ha,

N =F —G+ H, — H,,

In:ry,
b PN X ) P
m(z) ; Er, —E ’
JATH N
G- PN Xl
Zm% 7 E]*”—El ’
JATH N
H = RS (X pylun) 2
mg = E,—E
Dsi Iy
me B ‘Z”A(ley\uz)ﬁ
mg = E,—E
Tis;Tyb
a = ST S
m3 p E.—E °
5 = 22 5 Sledu) lpylZ)

Ey _
0 Jens 2 E1




2
R=
2 Wi = 0 = ionT = - §
= Wt =g, = (55
S Ml —1l=(E= ¢
= 5+ ot = (- §
! _a__wf (I :_K =g
Kol = (g ¢
[ev] md:m
(L om8 — 1M — (4 Smioh—= (1 6l (L (T—2)—| (4 In—| 97
(M inlth— T M) Snith— = (1 2] (D=0 (1 n] <y
(1 on|8h — 1 M (L smioh— = (4 6 (4 (&g — 20x] (L En—| 5y
(i — M smtb =) L (h (=0 (M
(b 9njsb — (1 Sni8— 1M = (1 6 (bz—l (L m—]1y
(hmth— (Lt — M= (0l (M@0l (sl s
(1 on|6b + (| sn|fh—1/* = ({ 6l (t (L&+0] (1o 9 Toy (tzl On Yy
(I Wn|th — (1t sm|tb— 1 F = (1 Ll @+ () sn gy UL (a4 )1 = (5| 5y
(M 21+ (1 s1b— = (1} z| (1 (x — £©x]  (f en| & bzl enl t g (-l L (5
(t2Pb+ (P slb=(tal (L (+0  [{om oy (-l (=l Loy Lzl (g
(421 + (L sIb— = (4 7| ezl iy @+l @y Aialc_w» (@] 51
(b 216+ (I sI*b = (] 3] (@=01  (snl s sl (nl Lvix{ x4+ )L~ (| sy
[8¥] DOMT [zr] D [6v] OV [ov] DD

1Z)INM 10§ S)3S SISeq 6D A[qEL
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Table C.10 Six-band Rashba—Sheka—Pikus Hamiltonian in LS basis for wurtzite

Yoo I o d Yiot) Yrod) Vi 1) Y11 d)

F 0 —H* 0 k* 0

0 G A —H* 0 k*

Hryspk)=| —H A A 0 I* 0 ,

0 —H 0 A A I*

k 0 I A G 0

0 k 0 I 0 F
where

A =24,

F=A+A4+x1+6,

G=A—-4A,+1+06

k = Ask> + Dse.,

H = i(A¢kik, + Doe i + Arky),

I = i(Aekik; + Doty — A7ky),

A = Aik2 + Ask? + Die,, + Daey,

0 = A3k22 + A4ki + D3e;; + Dac .
Parameters: A1, Dy, Az, Ay, Ay, As, Ay, As, A, As,

Dy, Dy, D3, Dy, Ds, Dg.

Table C.11 Six-band Hamiltonian in LS basis for wurtzite according to Sirenko and cowork-
ers [43]

Y11 1) Yiid) Yot Yiol) Y111 Y1 -1 )

P+Q—4A 0 T+S 0 R 0
0 P+Q+ A, —/245 T+S 0 R
Hyxrs®) =—| T*+8* —24; P 0 T-5 0 ,
0 T* + §* 0 P —V24;3 T-38
R* 0 T* —§* —V2A; P+ Q0+ A, 0
0 R* 0 T — §* 0 P+Q0— A,
where
P = Ay + Ay + Bik? + B3k} + Cieg, + Cien,
0=—-A+ szzz + B4ki + Cre,, + Caey,
R = Bsk* + Cse_,
S = Bekk_ + Cee_,,
K
T =i—k_.
2m0
Parameters:

Ay, Ay, As, By, By, B3, By, Bs, Bg, K,
Cy, (1, C3, Cy, Cs, Cs.
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Table C.12 Six-band Chuang—Chang Hamiltonian in u basis for wurtzite

lur) lua) |uz) |ua) |us) lug)

F —K*—H* 0 O 0

—-K G H 0 0 A

Heek)=| —H H* X

0 0 0

0 0 A —-K* G —H*
0

0 A H* —H A\
where
F=A+Ay+1+0,
G=A—-A+X1+06,
A= Lok + M3k} + k),
L M
6 = (My — Lk + (g - Ms) (k2 + 7).
k4 2 J
N
K= (ks +ik)?,
N>
H = —(k, +iky)k.,
V2 o
A =V24;.
Parameters:

Ay, Ay, Az,
Ly, Ly, My, M5, Ny, Ns.
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Table C.13 Four-band Andreev—O’Reilly Hamiltonian for wurtzite

[i1) [i42) [u3)  |ig)
Ey ﬁPﬂw %Pﬂt Pk,
Hyo(k)= | 5Pk F K* —H*|,
%Pﬂq K F H
Pk. —H  H* A
where
F=A+XA+0,
K = As (k, +ik,)’,
H = iAg (ke +iky) k.,
0 = Ask? + Ay (k2 +K2)
= -4+ Ak + Ay (kK +K7),
and
~ 2m0 PL
Ay = — —,
1 1+ 7 E
Ay = Ay,
~ 2m0 PJ_
Ar = 0L
3 3T R
X mo 4|
Ay = A+ 270
¢ tTRE
A= agq ot
5 = As + 2R
~ V2mg PP,
A = Ag 7 ‘;5 ;
0
P2 _ Lz mo 0\ (Eo+ A1 + A))(Ep +24) — 242
1 2mg \ ! Eo+ 24, ’
P <@ B 1) [(Eo + A1 + A))(Eg +24;) — 243] Eo
L7 2my \mt (Eo + A2)(Eg + Ay + Ay) — A3
Parameters:
Ay, Az, Az, Ep,
Ay, Ay, Az, Ay, As, Ag, A7,

It
m,,mg.
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Table C.14 Six-band Burt-Foreman Hamiltonian in |J M) basis for arbitrary quantization for
zincblende

i B B-bE-D kb B-b
’ 1
P S R 0 -GS V2R
ss P ¢ R Vio -[iz
Hpp) = —Rt - —ct P sk in, —V20¢
0 RY S.  P* V2RT -GS,
~Lst —vagh izl VAR PT—ay
~VIRN - 35l —vig ~Lsl ¢l o a

with

P = % {ke(L + Mk, + k(L + MK, + k.2 MK, )
+% {ke(F = G — Hy + Hyky —ky(F — G — Hy + Hyk,}
P’ = é {ku(L + 5M)ky +ky (L + 5M)k, + 2k, 2L + M)k}
+é {ke(F — G — Hy + Hyky —ky(F — G — H, + Hk,}
P = % {ku(L + 2M)k; + Ky (L + 2M)k, + k(L + 2M)k, }
+§ {ko(F — G — Hy + H)k, —k,(F — G — Hy + Ho)k.} ,
0= —é {k(L — M)k + Ty (L — M)k, + 2k, (L — M)k,
+ilko(F — G — Hy + Hky — k,(F — G — H, + H)k,1},
R = 2]% {ke(L — Mk, — (L — M)k, — i[k Nk, + &y Nk, 1},
S = f% {ke(F = Gk, +k(Hy — Hke},
C = —% {(ke(F — G — Hy + H)k_ —k_(F — G — H, + Hy)k.},

1~ PO ~
Y. =———{k_(F— G+2H, —2H)k. + k.QF —2G + H, — Hy)k_}.

3J/3
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Table C.15 Six-band Burt-Foreman Hamiltonian in |JM,) basis for [001] quantization for
zincblende

D 3D B-b E-D D B-b
1

P+Q —S_ R 0 5= V2R

st P-0 ¢ -k Vio [iz

Hppy = — R ct p-0 -si _\/§E+ V20

0 —Rt  —-S. P+0Q —V2Rf 55+

st V20 7@21 ~V2R P+ 4y —C

V2R? fgzi V20 %SL —ct P+ A4
with

2 ~ -
P = 7(Vlkﬁ+kzylkz)s

2m0
h? s~
0= Tmo (VZkH - 2sz2kz) ,
hz 2 2
R =——-V3(ykZ — uky),
2y V3 (7R — k)

h? - -
Se = —3ks [(0 — k. +ko7t],
mo
R .
C=—k_ [kloc —86—7)— (0 —8—mhk.].
mo

2 1 2 o~ o~ 2 1
X = i«@ki {Ha -8+ =mlk, + k[(5(0 —8)+ fn]}A
mo 3 3 3 3

Table C.16 Four-band Sercel-Vahala Hamiltonian within axial approximation for zincblende

SANE =3V 3 3)[F = 3) 15 —3) [Fe + 3) |3 —=3) | Fe + 3)
P - R 0
Hsy(F,) = — -5 P 0 —-R
R* 0 P’ -S
0 —R* —5* P’

with

2

i > -~ 2
P = {0 + vk + (1 = 2m)k2}
2m0

" hz 2 2
. {n = vk + (1 +2n)k2}
h2
S = — 23k k.,
2m0
2

i
R = =2 37k

i
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Table C.17 Mireles—Ulloa Hamiltonian in L basis for wurtzite heterostructures

|X) [Y) |Z)
kal/k\x +7€\)>M1/k\y +7(\ZM27€Z 7€\le7<} +7€\yN1/7€\x AXNZAZ +/k\zN£Ax
H = ~ o~ a ~ o~ A~ ~ o~~~
kyNiky + k. Niky kyMiky 4 kyLiky 4 k. Mok, yNok, + k, Nk,
EN{k\x +7€\XN£/k\Z 7C\z]VZ/k\y +7€\yN£7€\z EXM;\,\' +AyM3/k\y +7€\ZL2AZ
Table C.18 Mireles—Ulloa Hamiltonian in LS basis for wurtzite heterostructures
[uy) |uz) |usz) ug) [us) [u6)
Dy + A+ Ay D Di3 0 0 0
5]1\2 Dy + Ay — 4; Do 0 0 A
H— D, D) D3 0 A o 1.
0 0 0 Dy+ 4+ 4, D, Da3
0 0 A D Dy + Ay — A Dis
~ ~i ~
0 A 0 D}, Dy, D33
where
~ 1 (~ —~ —~ —~ —~ —~ . -~ -~ ~
Dy = E{kx(Ll + Mk 4 ky(Ly + My)ky + 2k, Mk, +1FX(N1 — NDky — ky(Ny — N{)kx]},
" L~ A T 7 7 m : NG I N
D22 = E{kx(Ll + M])kx + ky(Ll + M])ky + ZkZMZkz - IFX(NI - N])ky - ky(Nl - Nl)kx]}’

D33 = D33 = kyMsk, +7€\,VM37<\)~ + k. Lok,

1~ SO PO PO _
D=3 {kx(Ll — Mk, —ky(Li — Mk, — i [ke(Ny + NDky + ky (N1 + Nk ] }
~ 1

D3 = {%\,Nﬂc\z +7<\ZN2’7€,},

V2

o
Dy = E{kJerkz +kzN2k+},

~ 1~ —~

Dy = *5k+(L1 — Mk,

~ I~ o~ o~
Dy = ——z{kzzvm + R NiE ),

~ 1 (~ ~ ~
D3, = 7{k~N2 _ +k_NékZ}.
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Table C.19 Comparison of valence k - p parameters
DKK Luttinger Foreman

L F42G
DKK M H + H,

N F—-G+H —H,

7 — (L +2M) -1
Luttinger V2 - 2’;3 (L—M)

73 -\

o — I F —5n —8n— 12y +1)
Foreman b4 —E%Hl é(yl —2»m+1)

8 —5G st =3+

A 0 (F +2G) + 1 —(y1 +4y) 1—60 —128
Stravinou B 20 (Hy + Hy) + 1 —(y1 = 2p) 1—6n
-vanDalen  C; 20 (F - G) i =2y —6y3 + 1 65 — 60

G, — 3% (Hy — Hy) n-=2n+l1 67

Table C.20 Selection of band parameters for cubic semiconductors [85]
Y1 V2 V3 K q E, me 8e

Si 4.22 0.39 1.44 —0.26 0.01 21.6 0.23 1.96
Ge 13.35 4.25 5.69 341 0.07 26.3 0.038 —2.86
AlAs 4.04 0.78 1.57 0.12 0.03 21.1 0.22 1.52
GaAs 7.65 241 3.28 1.72 0.04 25.7 0.067 —0.06
CdTe 5.29 1.89 2.46 1.27 0.05 20.7 0.096 —1.12
HgTe —18.68 —10.19 —-9.56 —10.85 0.06 18.0 —0.031  59.0
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C Hamiltonians

Table C.21 Parameters for wurtzite

InN GaN AIN Zn0 MgO
[51] [51] [57] [57] [53] [130] [130]

a(A) 3.189 3.112 3.250 32505  3.199

cA) 5.185 4.982 5.210

E, (eV) 0.7 3.475 6.23 3.34 3.2 5.289

Ao (eV) 0.019  —0.164 0.0391 0.0305

Ay (V) 0.014 0.019  —0.0035 0.0126

me 0.24

mt 0.071 0212

m!! 0.067 0.190

A, —15230 —5.798  —6.56 —3.95 —6.68036 —3.78

A, —0.520 —0.545  —0.91 —0.27 —0.45388 —0.44

As 14.673 5.259 5.65 3.68 6.12750

Ay —7.012  —2473  —2.83 —1.84 —2.70374

As —6.948  —2491  —3.13 —1.95 —4.62566 —3.13

As —3.143  —9.794  —4.386 —2.91 —4.62566

A7 (eVA) 0.174 0.049

EL (eV) 8.89 16.22

Ei' eV) 8.97 17.39
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