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The effect of temperature and impurities on optical properties of solids is discussed with particular emphasis
on features absent for free electrons but present for Bloch electrons. Using an equation-of-motion method, a
generalized Boltzmann equation valid for both intraband and interband conduction is obtained. This is
formally solved to give an expression for the conductivity o(w) nearly identical to the usual Kramers-
Heisenberg dispersion formula except for a complex, frequency-dependent function M,,,(w) which serves to
shift and broaden the energy denominators. When the external frequency o is on resonance with an
interband transition &g, — €z, ,, the function M becomes to good approximation Z(kn,ep, )— Z*(kn'.€ez,),

i.e.,, the one-electron self-energy shift. When w is on resonance with an indirect transition €z, — e, » the
standard theory of phonon- or impurity-induced indirect absorption is obtained. New results are given for the
shift of the dc dielectric constant. The connection with Holstein’s and other quantum Boltzmann-like
equations (for intraband conductivity) is described in an appendix.

I. INTRODUCTION

In the preceding paper® (referred to as I), the
effect of thermal and static disorder on one-elec-
tron properties has been discussed. An optical
excitation involves both an electron and a hole.
The effect of disorder is twofold: (a) it alters
the properties of the electron and hole separately,
as described by one-electron theory; (b) the elec-
tron and hole interact with each other via the dis-
order. The processes of type (b) make the theory
for optical response functions much more compli-
cated than one-electron theory. As inI, we em-
phasize the new features that emerge when the
electron states are Bloch waves and not plane
waves.

Our motivation for starting this work arose from
a particular problem: the shift with temperature
of interband edges in the optical spectra of both
semiconductors and metals, Typically the shift
is of the order of 4xX10™ eV/°K. The primary
cause for this is electron-phonon interaction.
Various one-electron theories of the phenomenon
exist. Fan® suggested a self-energy theory keeping
only intraband terms. Antoncik® pointed out the
importance of Debye-Waller terms. Recently it
has been realized* that both types of terms are
needed in a complete theory. Allen and Heine®
have systematically discussed the one-electron
problem, and show how both corrections enter on
equal footing in the theory, including interband
self-energy terms omitted by Fan. There exists
an alternative formulation® of the problem due to
Brooks. This theory is a simple consequence of
thermodynamics, and expresses the temperature
variation of the gap as the effect of electron-hole
pairs on phonon frequencies. The method has been
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applied by Heine and Van Vechten to explain the
temperature dependence of band gaps in Si. In
making comparison with experimental data, it is
implicitly assumed that shift of interband edges

is given by the change in one-electron energies.
The neglect of interference effects between the
electron and the hole worried us, so we proceeded
to get a theory for the effect of disorder on optical
response functions. In the process we obtained a
generalized Boltzmann equation for a particle-
hole amplitude function. This equation can be used
for various purposes, and is much more general
than the specific problem it was intended for.

The combined effect of disorder and interband
transitions has not received much attention in the
literature. A simple method for getting the con-
ductivity is to use the Fermi golden rule for the
real part, and Kramers-Kronig analysis for the
imaginary part. This is the approach’ taken by
both Stevenson and Nettel. They have considered
the effect of electron-phonon interaction using low-
order perturbation theory. Nettel’s calculation is
restricted to one-phonon processes. Stevenson’s
work includes multiphonon, Debye-Waller, and
anharmonic effects. His calculation, using a local
pseudopotential approximation for sodium shows
excellent agreement with experiment at low fre-
quencies, even beyond the Drude absorption region.
He has also calculated the temperature dependence
of the spectrum due to lattice expansion and Debye-
Waller factors. The effect of a single impurity on
interband absorption has been studied by Parlebas
and Mills.? They have used a more sophisticated
perturbative method. The expression for €,(w)
(imaginary part of the dielectric constant) in terms
of Green’s functions [Eq. (2.12), Ref. 8] is exact
and can be used for a dilute alloy after ensemble
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averaging over impurity configurations. Parlebas
and Mills deal with a single impurity and as a fur-
ther simplification they consider a two-band model.
This greatly simplifies the task of evaluating €,(w).
The expression they get at this stage though much
simpler, is still difficult to analyze for informa-
tion about the structure of €,(w). For this purpose
the authors assume a one-dimenional form for each
of the two bands and calculate €,(w) for this model.
Their calculation shows that new features arise in
the spectrum due to impurity-induced absorption.
Our expression for the conductivity includes these
effects in a more complete way, since it takes into
account the effect of more than one impurity (the
dilute approximation is made however), and a
completely general band structure.

The analogous problem of dc transport in a solid
has been considered by Kohn and Luttinger.® They
use an equation-of-motion method to get a dc trans-
port equation for an electron-impurity system.
Interband effects are not included properly in their
work. As the frequency is increased to infrared
‘values, quantum effects become important. Ron'®
and Yamada'! have generalized Kohn and Luttin-
ger’s method to finite frequencies, but treated the
electrons as free and not Bloch electrons. A more
systematic way of attacking the problem is by
Green’s functions and Feynman-diagram tech-
niques. The Green’s-function theory of Kadanoff
and Baym!? has been used by Prange and Kadanoff*?
for the electron-phonon system. Holstein' has
derived a transport equation using diagrammatic
methods. To the best of our knowledge no attempt
has been made to generalize these treatments to
include interband transitions. We have general-
ized Kohn and Luttinger’s method to obtain a the-
ory which properly takes into account interband
effects. Wehavenot useddiagrammatic or Green’s-
function techniques since the equation-of-motion
method itself gets complicated enough and gives
the level of accuracy we need. Some of the above-
mentioned equations are dealt with more complete-
ly in Appendix B, and a comparison between these
and the present work made.

The definition of a generalized distribution func-
tion and the Boltzmann-type equation that it satis-
fies are presented in Sec. II. In this section we
also examine the equation in various limits and
see how familiar results can be recovered. In Sec.
III a transformation of the equation is presented
which enables us to write down a general solution
for the optical conductivity. This section also
deals with applications of the general results to
specific cases of interest, primarily in semi- )
conductors. A brief derivation of the equation is
presented in Appendix A, and Appendix B dis-
cusses relevant previous work, and their relation

to our work.

Some of the results of this paper have already
been presented in a brief Note.’® Since then we
have found a more systematic method of getting
a solution for the conductivity, and have rederived
the previous results using the new method. Terms
in the dc dielectric constant have been found which
were missing before because of a mistake in the
earlier treatment. It is clear from the expression
for g(w) in Sec. III, that it predicts corrections to
the Boltzmann result for the dec resistivity. These
corrections seem to us the proper way of incor-
porating temperature dependence of energy bands
into transport theory. This is not discussed here,
but we plan to do a detailed investigation soon.

II. GENERALIZED BOLTZMANN EQUATION

The semiclassical Boltzmann equation deals with
a distribution function defined by the diagonal ele-
ments of the density matrix p. This is obviously
not satisfactory for a quantum treatment, since the
off-diagonal elements of p are essential for cal-
culating any physical quantity and have to be treated’
at par with the diagonal elements. Getting a gen-
eralized distribution function therefore seems to be
the first step towards obtaining a generalized

. Boltzmann equation.

The optical conductivity o is related to the mac-
roscopic current by the relation J =¢E, where the
E field is in the x direction and we are only con-
cerned with the component of J in the same direc-
tion,

J=Tr{pj}, eY

where j is the current operator. For a system of
Bloch electrons characterized by wave vector K,
band index 7, and energy €%, the operator j can be
written

. T
)=-€ Z Vin'nCRn' Ckns
o . (2)
Vin'n™ < kn’l (px '/m) ‘kn> .
Here c%,, is the creation operator for the state
(k,n), V% 1S the velocity matrix element, and

for n=n' is the one-electron velocity v§,= €%, /ok
(units of Z=1). Equation (1) can now be rewritten

=—e Z Vin nF Tnnt » (33-)
Tnn'

Finn'EF-I:n,T(n’ ’ (Sb)

Fin,%n =Tr(pc:r§,ﬂ, Cta). (3¢c)

Throughout this paper, subscripts are truncated
when possible. Thus when k’=k, Fy ;. is writ-
ten F;, ., and when n’ =n, it is further truncated
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to F§,. The semiclassical expression for the
macroscopic current J is

J==e ) v§,Ft,, (42)
%n
Fin=Fim=Tr(pcknct,). (4b)

Here F 1, is the semiclassical distribution function
for electrons in state k» and vt, is the one-elec-
tron velocity. Comparing Eqs. (4) with Egs. (3)
shows that Ft, %,/ is a natural generalization of

%*n+ The physical interpretation of F1, is that it
gives the probability of finding an electron in state
%n. The generalized function Ft, %, has a simple
physical meaning too. It is an average amplitude
for finding the electron-hole pair, with electron in
state k’#’ and hole in *n, mixed into the state of
the system. Because the wave vector of the ex-
ternal electric field is assumed to be zero, the
macroscopic current involves only those pairs
which have zero total momentum. This can be
seen from Eq. (3a). The semiclassical distribu-
tion function satisfies a Boltzmann equation, and
this can be used to determine the dc and infrared
optical conductivity. For the generalized theory
of the optical conductivity, what is needed there-
fore is a Boltzmann-type equation satisfied by
F+unr. The off-diagonal elements (#’ #%) will give
the nonclassical interband conductivity.

In linear-response theory F %, can be expanded
to first order in the electric field

Fim =F'12{nn' AT (5a)
. T

Ftp =Tr(pociict,), (5b)
T

¢im’t' =Tr(pEcT(n'cin)' (50)

Here p,, is the equilibrium density matrix, p,
=e™%/Z, and p; is the deviation to first order in
- the electric field. Equation (5b) defines the gen-
eralized equilibrium distribution function F%M..
This is almost the same as a Fermi function,

f(e§")=(eﬂeﬁn+1)'15

But even in equilibrium, electron-phonon and elec-
tron-impurity interactions mix in electron-hole
pairs somewhat, and give corrections to the Fermi
function. The deviation from equilibrium of the
distribution function is given by ®%,,. Since the
current vanishes in equilibrium, J involves &1,/
only. By decoupling in second order, we get a
closed-form transport equation for ®%,,,, starting
from the equation of motion of the density matrix.
The theory is not band diagonal except in the semi-
classical case. The derivation of the equation is
presented in Appendix A. We now present the equa-
tion for the case where both electron-phonon and
electron-impurity interactions are present:

n.n' e

-i(z-0)®=eEX+K® . (6)

Here z is a complex external frequency and will be
set equal to w +i06, where w is real and § is a posi-
tive infinitesimal. The notation § means that § is
a tetradic; i.e., é operates on a matrix A, accord-
ing to the definition (QA)y;, =35, Q12,5, 45, The
tetradic elements of {} are given by

Q12;345(€1—€2)51,352,4~ (7

Equation (6) has a simple interpretation as a gen-
eralized Boltzmann equation. The first term on
the right-hand side, eEX%,,r, gives the rate at
which electron-hole pairs are created by light.
The second term describes how the electron-hole
pair is scattered by the disorder (phonons and
impurities) in the system. The factor on the left-
hand side is an inertial term, being 90° out of
phase with the electric field. This factor inhibits
the production of electron-hole pairs, unless w is
near resonance, i.e., almost equal to €, ~€%,.
The explicit form of the driving term is

Xt =X'l(:2|)n' +X'(>k2n)n' e, (8a)
fin' —fﬁn

X(*O) v
knnt = nn’ >
€%n' = €%

(8b)
The terms X® and beyond involve second and
higher powers of the scattering matrix element.
The expression for X® is presented in Appendix
A; its explicit form is used in this paper only for
calculating the dc dielectric constant of a semi-
conductor. The factor v%,, /(€%, - €%,) in Eq.
(8b) is the dipole matrix element, —i(kn|x|%n").
The tetradic K in (6) is the scattering operator.
In general it is complex and z dependent, but in
the appropriate limit (to be specified soon) it be-
comes the real Boltzmann scattering operator.

A. Collisionless limit

The collisionless optical properties can be easily
derived from Eq. (6). In the absence of any col-
lision processes, the solution for &%, is given by

v ohne o, L R0 = %n 1
q’knn’_eEvknn’ € > ( > > '55"
kin =€kn L €fp~€fy —wW—1

(9)
The solution for o (w), using Eq. (9) is
. fﬂn’ —fin
G o(w) = —ie? Z | v pr| 22k =L K
Ko’ €kn — €%n
! (10)

(€%n— €Xp —w=10)

This is the standard formula for optical properties
of solids.’® The intraband (z=#»') part gives the
collisionless Drude term.
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B. Collision term

The effect of collisions is contained in X %2,,),,: and
higher-order terms of X,,» and the scattering op-
erator K. The discussion of the X1, terms will
be left for Appendix A. The scattering operator
will now be discussed. Although our equation has
not been derived by the technique of Feynman dia-
grams, we can nevertheless understand (in a quali-

tative fashion) the scattering operator K as the col-
lection of irreducible scattering graphs shown in
Fig. 1. The formal expression for K can be written
as follows:

(1) @ ( 1+N(wpg) =f(€%,)

e in
= R, (Z)— n, pmme',kn'

N, (nl Vi [ ) (orm | Vi [’y

Z+E€T, — €%,

In Eq. (11a) 2'is the Herm1t1an conjugate of =
ie., Ev .= (-2)=E k""p n(=2). The Z in

Eq. (11c) 1spthe matrix self- energy discussed in

I. It includes the self-energy due to both phonons
and impurities, and is the sum of = and T as
defined in I. The symbols used in Eqgs, (11) are

the same as in I. The terms = Eoutand P corre-
spond to the scattering-out and scattering-in terms
of semiclassical theory. Comparing the expression
for K with the graphs in Fig. 1, we see that the
first two graphs comprise the scattering-out terms,
whereas the scattering-in terms arise from the
last two graphs. The order of magnitude of the
electron-phonon part of the collision term is either
kT or fwp, whichever is larger. This is of the
same order as the shift in interband edges with
temperature.

C. Semiclassical limit

It is worthwhile to see how the semiclassical
Boltzmann equation emerges from Eq. (6). If we
keep only diagonal parts of &, throw away all

FIG. 1. Diagrammatic representation of processes
contributing to the scattering operator K; = represents
self-energy graphs.

k(@) =E @) -2"(-2), (11a)
E(e) =E*"(2) +E"(a) (11b)
:Pil;n pmm' (2) = E(knm ekn'+z)5k9 n',m' s (11c)
Nw31) +f(€%n) )
z+€p I—Ekﬂ—w T( z+€5m:—€‘;"+w*},_§
(11d)

terms beyond Xi . inX+, ., and take the small-
frequency limit of K, Eq. (6) reads
, af (et
-iwd g, =eEvy, —ge—}ﬂ—+ S KtniTew @w s
kn Ta
(12)

where &7, is short for &%, and a similar short-
hand is used for K. This is the semiclassical
equation. In general K is complex, but in the
small-frequency limit, it has only real parts.

In getting Eq. (12) we have used the fact that when
n=n', (ffn—f%w)/ (€%, - €L,) becomes 3f (€%,)/
€T, .

.III. SOLUTION FOR OPTICAL CONDUCTIVITY

This section is devoted to finding a general so-
lution for ¢, and applications of this solution to
certain special cases. A formal solution to Eq.
(8) is

®=eE(G()X), G@)=[i(@-2)-K(@@]™. (13)

The function G is a two-particle analog of a one-
particle Green’s function. Although Eq. (13) is
formally exact, inverting the operator involved
in G is'by no means easy. Therefore some al-
ternative way has to be found for solving Eq. (6).
The scattering operator K has the following use-
ful properties:

-z).
(14)

The operator i(ﬁ - 2z) clearly has the same sym-
metries, It then follows that the tetradic elements
of G, G%nn'; pmmt(2), have the above symmetry prop-
erties. These symmetries can be used profitably

*
K—I:rm’:;mm’(z) = —K—Bmm':inn’(z) = _K—I)m’m:'lzn’n(
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if one looks at the expression for ¢ instead of &:

g =-e? Z v-ﬁn'n(ch(z)x)inn’ .
knn'
This equation can be transformed using the sym-
metry of G, into a form where G acts on the ma-
trix vy, instead of X¢,,:

0(2)==€* Y X (=G(=2) V) g -
knn’

We now look for a solution for ¢, of the form

o(2) = -e? inn,n

(15)

(16)

Vnn'
- [w.\?n,in’ +z +M.§nn’(z)‘.[,
(172)

where wt, %, is short for €3, - €%, and a mem-
ory function M has been defined by

Minn’(z) + Wk &nr T2
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{~[i@ +2) =K (-2)] o}

. Vknn' .
-1 [w-ﬁn,i n +3 +MT<nn’(z)] (17b)

Operating through by G™, this becomes

Vpn = Z —[i (Q +Z) "K("Z)]Tum' ,—Emm'
pmm’
v—ﬁmm'

_i[me,;m, +2 +M*pmm,(z)] :

(18)

An exact nonlinear integral equation for M can be
derived from Eq. (18). Multiplying through by

‘i[w—ﬁn,.ﬁn' +2 +M'l?nn'(z)] /vT{rm' and using Eq' (7)
for O, we get

X

. vy,
Iwinn’(z)=Z _’Z Kinn':_imm'("z) [ e (

pmm’ Ukan'

Although an exact solution of Eq. (19) is difficult,
good approximations are available. A low-order
perturbative solution of Eq. (19) for M gives a
much better approximation to ¢ than a straight-
forward expansion of ®. From Eq. (19) it is evi-
dent that M has the symmetry M, (2) = =M%, .(=2).
The size of the leading contributions to M is the
same as that of K. The magnitude of M is there-
fore of order kT, or hwy.

In the following parts of this section we discuss
some effects of interest in semiconductors, name-
ly, (a) Van Hove edges, (b) indirect absorption,
and (c) dc dielectric constant.

A. Van Hove edges

In a collisionless optical spectrum, the interband
or Van Hove edges occur at frequencies w=w%, %q»

M (@t Tn =B =1 D Koty Do @i, e +A0)

pmm’

UT) mm'

M.f)mm'(z) FWOm, pm' tZ

M;nn'(w.ﬁn' kn "Aw) -Aw

)} (19)
r
where €%, and €%, satisfy the condition
vi(wi”'y—i")lwinr'ﬁ"=w=0' (20)

In the presence of collisions o gets modified ac-
cording to Eq. (17) and the condition determining
interband edges, becomes

VT((O)K"' ,?n_MTum’(w»l 0.

(21)

w‘En’,Kn-'Man'(w) ==

The change in Van Hove edges is therefore deter-
mined by M %, (Wg i —Aw), Where Aw is small,
corresponding to w slightly shifted from the un-
perturbed edge. The integral equation for M, Eq.
(19) in this limit is,

<

V¥ nn? M;mm’(w—in' ,in—Aw) +w-’m,;m’ —wﬁn.in’ -Aw

).

P
(22)
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The quantity M §,,» —Aw in the numerator is very
small for w near the edge and vanishes at the ex-
act edge as seen from Eq. (21). So the leading
contribution to M %, comes from those terms in
the sum where the denominator is small too, which
in general happens only when pm = =kn and p pm’ =kn’,

(1) .
M?rm' =1K-irm':inn'(w—l.<n,§n' +Aw)

=2(kn, €y +Aw) -Z*(kn', €3,y —Aw).
(23)

The second relation follows by using Eq. (11). The
scattering-in term is smaller by a factor N! and
thus does not contribute. The shift with tempera-
ture or disorder of the Van Hove edges is there-
fore determined by the real part of the diagonal
elements of the self-energy matrix. In a semi-
conductor it is accurate to neglect the dependence
of ReZ on Aw and the phonon frequencies, this is
however, not a good approximation for metals at
low temperature (see Appendix B). The resulting

o(w +28) = —je? Zlviu,’ 2 fku‘fic {

expression for the shift of interband edges is iden-
tical to the one obtained by using one-electron
perturbation theory.>* The edges are also broadened
by the imaginary part of M. For this part the ne-
glect of Aw and phonon frequencies in the energy
denominators is not justified even for a semicon-
ductor, except at high temperature. In this prob-
lem therefore, the non-self-energy parts of K do
not play an important role at least to lowest order.
The next-higher-order corrections can be easily
worked out. They are much smaller than the self-
energy corrections, and do not contribute signifi-
cantly.

B. Indirect absorption edge

To get the essential features of this effect it
suffices to consider a simplified model of a semi-
conductor. We consider a two-band model, with a
small indirect gap €!, and investigate the behavior
of Reg(w) for w near €. We also assume that w
is smaller than any direct gap. For the model con-
sidered, Eq. (17) can be written

1 1 )
€%y =€he \ €Thp=€Tct W+ M@ +30) ~ €f,— €fo— W =M gplw +20) / °

Here subscripts ¢, v denote conduction and valence
bands, respectively. Since we are interested in
the lowest-order effects X has been replaced by
X©, Contributions from X are higher order in
the interaction. The function of interest is Reg(w
+16) for w almost equal to €. We can separate M
into its real and imaginary parts, and Reo.can be
written

. =_p2 2 fkc _f kv
Reo(w +8) = —¢ ;‘Ukv,kcl GG

x (——Mh‘i’—wv»c)) ,

(€fp —€%c +w)
(25a)
M 140 +88) =M o) +iM Tiyo(w) - (25b)
In getting Eq. (25a) from Eq. (24) we have neglected

—

Imz(ko, €1, - w) = '”Z(Ivkv,k'vlz{[f

(24)

M’ and M" in the denominators since for w=¢?,
|w— (€%, - €3,)> M+%,(w). To lowest order, o can
be obtained by taking the first iteration of Eq. (19)
for M. This is justified in the case of a semicon-
ductor because the intraband parts give vanish-
ingly small contributions. The expression we ob-
tain for M” can be written

nout

M kvc(w) =M%y (w) +M—Evc (w)

2out

M7, (w)=Im[Z(ky, ef, - w) -*(kc, €1, +w)] ,

nin

= in X
v (w) = Z Im[""‘-ﬁvc,i’vc(w) - :‘Rl:v ,Tc'cv("w)]
k'

X (v-ﬁ'vc WHeR, —€%e ). (26)

Vkee @€, - €frc

The notation used is the same as in Eqgs. (11). The
expression for ImE(kv, €%, — w) can be written

o +N(Wr-3)] 0(eg, = €y + 0T -1 — W)

+[1 "'fk’ +N(wk:-§)]6(€kc-—€k' —wk/ w)}
lmp(kvl \mplk’v)l 5(6‘&0—61(: _w)) (27)



Equation (27) can be derived from Eqgs. (14) and
(24) of I, and we have thrown away & functions of
the type 6(e%, - €}, -~ w), since it can be shown
that these contributions cancel with similar ones
from ImZ *(kc, €, +w) when substituted into the ex-
pression for Reo(w). The contribution of M"°"(w)
to Reo(w) can be obtained by substituting in Eq.
(252), Eq. (27) for Im=(ko, €}, —w) and the simi-
lar expression for Im=*(ke, €%, + ). In the sum
over k E', only the terms with % near the conduc-
tion-band minimum and k’ near the valence-band
maximum or vice versa, contribute. The result
is the same as obtained from standard theory,*”
showing an edge of the type (w — €)% The con-
tribution of M”™(w) remains to be investigated.

A typical term in Reo(w) arising from M”i"(w) is

Regi®(w)

=_e2 V%ew f-ﬁc‘f-ﬁv

Ty €ke—€ky—W €f . —€F,

min Virye
X [Im""ivc,k'vc (e.‘:, —E’;: _w)]'
c v

(28)

18 SOLIDS WITH THERMAL OR STATIC DISORDER. II.... 5231

These terms involving v, are frequently left out
of standard theories.'® The evaluation of Eq. (28)
and similar terms proceeds exactly in the same
way as for M"°"(w). The expressions for

ImEX,, %rse, etc., canbe obtained from Egs. (11).
The result shows the same type of edge and has
the same magnitude as the contribution from
M""(w). Our theory therefore predicts an indirect
absorption edge in agreement with standard theory.

C. dc dielectric constant of a semiconductor

In this section we calculate the real part of the
dc dielectric constant €(w=0). By the Kramers-
Kronig relations, Ree(0) can be written

® dw
Re€(0)=1+4f_w o

(29)

For a semiconductor only the interband parts of
o(w) are needed, the intraband contributions being
exponentially small. Using Eq. (17a), the expres-
sion for Reo(w) is

IMM 4 o —w)

Reo(w) = —e? Z Re[vk,,,,:Xg,,,,,(w)] [o=ots

knn
n#*n'

"'Im[vkrm’Xin n

W=WEn fn— ReMin’n(—w)

-En'_ ReM&n’n('w)] 2 +[ImMin'n(-w)] ?

In the second term of Eq. (30), M, ,(-w) can be

" neglected since X‘®) is already second order in the
interaction. It can be shown that to lowest order,
the Lorentzian part of the first term can be re- ‘
‘placed by a 6 function, 76(w - W, %, — REM % ).
Within the 6 function, it is accurate to expand

M rn(~w) about W =WE, 4y, to first order. The

6 function can then be written

8(w ~ W, i = REM § 1 o( )

5(&) Wkn'kn "Mkn n(win.kn'))

" =(@/dw) ReMtyp(-w) . P (#12
Min’n(w-ﬁn,in')
=ReMin'n(w.§n,kn')
X ({1 d / )-1
( — 2 ReM L yr,(-0) " (31b)

=
o wk":'kn

A PRy 7 v () LR Yy o

(30)

The factor (1 -dM /dw)™ is closely analogous to the
renormalization factor (1 -8% /Aw)™ in the theory of
metals. - Because of nonadiabatic effects near the
Fermi surface of metal, the correction dM /dw is
of order 1 at low temperatures. However, in the
adiabatic approximation (which is certainly ac-
curate in a semiconductor) the factor dM /dw is
small, of the order of kT/E,. The difference be-
tween M and ReM is then of the order of (¢T)*/E,,
since M is of order BT. Therefore M can be re-
placed by ReM in Eq. (31a). The renormalization
factor in the denominator in Eq. (31a) must be
kept because it gives corrections of order #T/E,
to the noninteracting dielectric constant.

The expression for Ree(0) can be written as a
sum of three parts:

Ree(0) = €%(0) + €(0) +€°(0), (322)
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X(f) 4
€%(0) =1 — 47e? n'n Y knn'
g: (Exw —E%,)

n#=n'

X (e T,) 0
€2(0) = —47e? kn'n\Wkn! kn) Vknn'
(0) = ~47e ;E ' Re oE ok (32¢)
nn

n*n’

w - x$
e =ty [ 49 IV Xio(@] - (33q)
~ ), w W+Wh, ki
knn' '
n#n’
E,p=€pn +ReZ(kn, €1,). (32¢)

In writing Egs. (32), use has been made of the fact
that ReM %, (W%, %), to lowest order is the dif-
ference in self-energies of the states kn’ and kn
[see Eqgs. (22) and (23)]. The most extensive cal-
culations of the temperature dependence of Ree(0)
are those of Yu and Cardona.’® Their formalism
is equivalent to neglecting €® and €°, and keeping
only the part of €® not involving dM /dw. Moreover,
they keep only the Debye-Waller corrections in
+n- The agreement that they get with experi-
ments is reasonably good. From the formal re-
sults presented here, it is difficult to see why
these corrections should dominate. A more de-
tailed and maybe more specific calculation will
be needed to see if there are any major cancel-
lations. The Yu and Cardona terms involve only
the corrections to band energies. The other terms
occurring in Eqs. (32) arise from the fact that the
dipole matrix elements and occupation probabili-
ties also get altered by the interaction.

APPENDIX A

In this appendix we present the derivation of the
transport equation. The method used is that of
Kohn and Luttinger,® generalized to include band-
structure effects and phonons. The evolution in
time of a many-electron density matrix is given
by

i =[5, p] - (A1)
The complete Hamiltonian 3¢, is a sum of the com-
plete unperturbed system Hamiltonian JC and the
external field Hamiltonian §C;. We want to examine
in linear approximation the deviation pz=p —p,
from the equilibrium value p,=¢®%/z. This devi-
ation pg(t) =p e~ (w* it then satisfies the equation

(w+i8)pg =[3C, px] +e[Ex, po] , (A2)

(1 ~ L [ReM T ()]

)-l ) (32b)

"’z‘"in'.Tm

where we have kept only terms linear in E. The
two parts of the distribution function F° and & cor-
respond, respectively, to
t t
Fq‘kn.T('n’=Tr(poc§’n'c-§n)5<CT<’n'cT<n)o’ (A3)
1 t
‘I)T(n,i'n' =TI‘(pECT(I"'C§n)E <CT<'n’c—Gn>E .

Using Eqgs. (A2) and (A3) we get the following equa-
tion for ®:

. T +
(w +15) (I)inn’ = ([Ci"'Cin,(}CDE +eE<[C—§n’cin’ x]>0'
(A4)

We can see that this formalism will lead to a hier-
archy of equations, &%, will be given in terms of
a higher-order correlation function, and so on. To
get a closed equation for &, we need to truncate
the scheme somewhere. We truncate it such that
all correlation effects up to second order in the in-
teraction are included. For the electron-phonon
interaction we factorize correlation functions like
(cle, be bg'), and for electron-impurity interaction
we factorize at the stage (c} ¢, S(Q)S(Q')), or at
{c}¢,;5(0)y. From the second term of Eq. (A4) we
see that the equation will involve equilibrium cor-
relation functions, and these have to be pertur-
batively expanded too. This is done by getting the
expansion of the equilibrium density matrix to
second order in the interaction

1 t
o1 () =poo+ 5 | at'[sG(t),0, ()], (A52)
Poo=e-8m°/z ’ (A5Db)
py (2) =% tpoe-iscot s (A5c)
3¢, () =e ot 3ele 0t (A5d)

Here 3¢’ is the sum of electron-phonon and elec-
tron-impurity Hamiltonians, defined in I, Egs.
(10), (18), and (19). We get the first- and second-
order terms by iterating the equation for p, (¢).
Writing 3C as 3¢, +3¢ and using (A3), Eq. (A4) be-
comes

o .
(2 +w§n'.'§n)¢knn’ =eE Z(x.ﬁanimn' —Finmx‘imn')
m

T , '
+H{eFwCEn D5+ (A6)

The last term in Eq. (A6) is the one that depends
explicitly on the interaction. It involves four parts,
corresponding to matrix elements of V*) and V®
of the electron-phonon interaction, and first- and

second-order matrix elements of V.
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(1) (1) (1) (1)
(2 + Wi ﬂn)q"ﬁym' =eE Z(xkangﬁmn’ "F?inmx.ﬁmn’) +E(VTU|, Pm&pm kn' —=&%n, T pm Pm. ')
m

3 (V08 %t = Vot ) [2N(wg) +1] +N,, Z«Tm\ Vi Ry @ %
mQ
"(Eml‘,,mp\-ﬁn,)q’ knm)

+E«knl ,mp|pm) g‘;m,kn' _g—i(n. pm( pm‘ |mpl.ﬁn’>)' ! (A7)
The definitions of the g’s are
gih=(cley(b, -y +b] )5,
g =(clc,S(2-1))z.

We have treated the phonons as being in equilibrium; N(w,) is the Bose factor.

The next step would be to write down an equation for the g’s starting from Eq. (A2). The process is the
same as before, and we end up with an equation involving {c} ¢, b}, bgr) or (c}c,S(Q) S(Q’)). This is the
stage at which our approximation enters, we decouple the equations. The coefficients of the above cor-
relation functions in the equation are already second order in the interaction. Now if there were no inter-
action, these functions would be decoupled into a product of electron and phonon or electron and impurity
distribution functions. Any correlation effects would therefore contribute to the equation only in higher
order. So in a second-order theory we factorize (c}c, b} by) into (c}c,) (b} bor) and similarly for the im-
purity case. This then leads to a closed equation for &, which is the transport equation presented in Sec.
II of the paper

—t (Z Wkn, -ﬁn')q’ knn' _eEXkrm’ + Z Kkml pmm’ (Z)@ pmm’ * ' (A9)
pmm
We present the expression for X, only for the adiabatic case where the phonon frequencies can be neg-

lected in the energy denominators. The full nonadiabatic form is not needed for the purposes of this paper.

(0) (2)
ann _ann' +ann ’

(2) %
knn' = (R-Enn' +R.§n'n) +[ST(nn’(z) +S-1.(n'n(_z)] ’

R-ﬁnn’_ E (ZN—--K"'I) Uimﬁ

(A8)

[Vﬁ;.‘ﬁn' G.Em,-in'6m, o +VQ) V(’l) " (_G_Maﬂ_+ _.GJ‘JE.\_F_"L..)]

km, ,
Ok m, kn " pm pm m km Wknt pm'
pmm
. VEnm (2) Upmm'
Sknn Z (?‘N & +1)( . km’ pm'me' &t G'Em.pm P
pmm' Wkn,km wpm,pm

@) (A10)

XVEn,omV pm ' %n' Gkn, pm)/(w pm', *at2),

where G is defined by
GT(n,-};m=(f’En-fEm)/(€.§n—G'Bm)' (All)

Equation (A10) is written for the case where elec-
tron-impurity interaction is absent. It can be
easily generalized to mclude both interactions.
Terms looking similar to X3 ;,,,, have been obtained
before by Kohn and Luttinger and other authors.
These terms do not arise if a Green’s-function
formalism is used. For the free-electron case,
the discrepancy has been resolved by Moore.?°

He shows that the extra field-dependent terms in

Kohn and Luttinger’s equation can be absorbed in-
to the collision terms by defining a quasiparticle
distribution function, and converting the equation
for the one-electron distribution function to an
equation satisfied by the quasiparticle distribution
function. The method of Kohn and Luttinger which
we have followed is less powerful than the various
Green’s-function methods,*?™** but it has sufficient
accuracy for most purposes. The virtue of the
present method is that it yields a final result, (A9),
which is a direct generalization of the Boltzmann
equation and thus physically fairly transparent.
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APPENDIX B

As mentioned in the Introduction, there is quite
a great deal of literature existing on the subject
of quantum transport equations. The purpose of
this appendix is to compare this work with the
previous calculations. Yamada® has an equation
valid for spatially inhomogeneous electric fields,
but treats the electrons as plane waves. The spa-
tially homogeneous version of his equations [Egs.
(24) and (48), Ref. 11], has been compared with
Eq. (6), after throwing away all interband terms,
but keeping X2’ and the complex frequency-depen-
dent parts of K. Except for the terms which arise
from the change in the Fermi factor due to dis-
order, they agree, and Yamada states that he
omits these terms because they are purely real.
The equations of Ron'® are the same as Yamada’s,

when they are linearized and phonon drag neglected.

Kohn and Luttinger’s® work deals with static elec-
tric field and electron-impurity interaction only.
Moreover, they assume that the electrons obey
classical statistics. To second order in the inter-

action, their equation looks very similar to the

dc intraband version of Eq. (6), there are, how-
ever, certain differences arising from the fact
that they assumed a Maxwell-Boltzmann distribu-
tion for the unperturbed electrons. They have also
considered the nondiagonal part of ® but treat it
perturbatively, and their perturbation expansion
can be readily obtained from Eq. (6).

All the equations described above were derived
by using equation-of-motion methods. Diagram-
matic techniques provide a more systematic meth-
od of including perturbative corrections, and lead
to more accurate, but more complicated, equa-
tions. The most careful derivation of a Boltzmann-
type equation by diagrammatic techniques is Hol-
stein’s' equation for the electron-phonon system.
We devote the rest of this section to a comparison
of Eq. (6) to the Holstein-Boltzmann equation. As-
suming the phonons to be in equilibrium, Holstein’s
equations can be written®

€,0) +N(whr.T
i@ vy - ) B, = vwzl vl @, -a,) (Lol Nop. U

In these equations  stands for both the wave vec-
tor and the band index. To compare this with Eq.
(6), we have to take the ¢—0 limit of (B1) and ne-
glect off-diagonal terms in Eq. (6). Even in this
limit Eq. (6) looks different because of the pres-
ence of the X;? terms. These give higher-order
corrections to ¢, and we neglect them for the pres-
ent, In order to make a detailed comparison be-
tween Eqs. (B1) and (6) it is helpful to simplify

things further by neglecting the scattering-in terms.

Experience with Eq. (B1) has shown® that the

c=23"1,8 (———__(Ek f;(ek“”)) , (Bla)
1-f(ep) +N(wg-3)
€, — € +WT-F~80 €, —€p—wE fr -0
_ flep +o) +N(wp_'T() _1-flg+w) +N(wk:_k)> ] (B1b)
€, — € + W T +20 € — € — W +10
—
o =2¢? ; (A £(&) —£(€k+w) —i[w+1Wk(w)] )
(B3a)
W o(w) =2 ,(€, —0) =2 ,(€, + w +23) . (B3b)
We can write M and W as
M =wr*(e, w) +i /T*(€, W), (B4a)
W =wi(e, w) +i/7(€, w), (B4b)
=[ReZ (e - w) - ReZ (e +w)] /w, (B4c)
1/7*=ImZ(€ - ) +ImZ (€ + w) . (B4d)

omitted terms cause only minor quantitative modi-
fications in the results. The solution of Eq. (6) for
o(w) can then be written

2 1
o2 £k (5 ) Sammar . %)
My(w) =Z,(€, - w—i0) =2, (€, +w+38)] .  (B2b)

The solution from Holstein’s equation is*

The expressions for A and 1/7 are given in Ref.
21. Explicit expressions for these can be written
down at T'=0, so we look at the two solutions in
this limit. In this limit the factor —5f /o€, be-
comes a 5 function at the Fermi energy and the
solution to o(w) from Eq. (6) reads,
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., vZ
o () =ie N(0)< LRSI R /T*(w)>. (B5)

Here the angular brackets denote averaging over
the Fermi surface; N(0) is the density of states at
the Fermi energy; and A*(w)=1*(0, w), 1/7*(w)
=1/7%(0, w). The solution from Holstein’s equation
in the weak-coupling limit* is

. o OA
o () =2e*N(0) <w[1 Y O] > ,  (B6a)

)= [ L), (B6b)
1 0 de 1
@ L, e @ (B6<)

To see the difference between the two solutions,
we have to compare A*(w), 1/7*(w) with X(w) and
1/7(w) at T=0. Using the formulas of Ref. 21,

- 2 “p 2
)\(w)—--—(;—j; dw' e} F(w')

w+w

).

(B7)

and

©- :" \ (B8)

X*(w)-———f dw’ @?F(w’)In

STATIC DISORDER. II.... 5235

At the dc limit, Holstein’s equation and Eq. (6) are
identical after throwing away X®, But from Egs.
(B'7) and (B8) we see that at frequencies w small
compared with w,, A*(w) differs from A(w) [in fact

A*(w) 22X (w)]. The expressions for 1/7*(w) and
1/7(w) are
'r*l(w) =27 [wdw' aF(w"), (B9a)
1 @ ’ w’ 2 7
o= l do (1_—w—) EF(w). (B9b)

From these equations it seems that our equation
neglects terms of the order of w’/w, so our the-
ory should be valid for external frequencies large
compared to phonon frequencies. But at low tem-
peratures and low frequencies it does not give a
correct account of the nonadiabatic electron-
phonon corrections (assuming, as we do, the ac-
curacy of Holstein’s theory). As mentioned be-
fore, the dc limit of both theories concur if X?’ is
neglected.

ACKNOWLEDGMENT

This work was supported in part by NSF Grant
No. DMR 76-82946,

!p. B. Allen, preceding paper, Phys. Rev. B 18, 5217
(1978).

%H. Y. Fan, Phys. Rev. 82, 900 (1951).

SE. Antonicik, Czech. J. Phys. 5, 449 (1955).

iC. S Guenzer and A. Bienenstock, Phys. Rev. B 8,
4655 (1973); M. Schliiter, G. Martinez, and M. L.
Cohen, ibid. 12, 650 (1975).

5p. B. Allen and V. Heine, J. Phys. C 9, 2305 (1976).

®H. Brooks, Adv. Electron. 7, 85 (1955); V. Heine and
J. A. van Vechten, Phys. Rev. B, 13, 1622 (1976).

™D. J. Stevenson, Phys. Rev. B 7, 2348 (1973); S. J.
Nettel, Phys. Rev. 150, 421 (1966)

83, C. Parlebas and D. L. Mills, Phys. Rev. B 18,
3988 (1978).

%W, Kohn and J. M. Luttinger, Phys. Rev. 108, 590
(1957).

10A. Ron, Nuovo Cimento 34, 1494 (1964); 34, 1511

(1964).
UK, yvamada, Prog. Theor. Phys. (Kyoto) 28, 299 (1962).
121,, p. Kadanoff and G. Baym, Quantum Statistical Mech~
anics (Benjamin, New York, 1963).
3R, E. Prange and L. P. Kadanoff, Phys. Rev. 134,
A566 (1964).
4T, Holstein, Ann. Phys. (N.Y.) 29, 410 (1964).
158, Chakraborty and P. B. Allen, J. Phys. C 11, L9
(1978).
18N, W, Ashecroft and N. D. Mermin, Solid State Physics
(Holt, Rinehart, and Winston, New York, 1976), p. 252,
"R, H. Bube, Electvonic Properties of Crystalline
Solids (Academic, New York, 1974), p. 427.
BReference 17, p. 435.
19p, v. Yua and M. Cardona, Phys. Rev. B 2, 3193 (1970).
g, J. Moore, Phys. Rev. 160, 607 (1967).
sp, B, Allen, Phys. Rev. B 3, 305 (1971).



