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The specific (Jahn-Teller-type) electron-phonon interaction of electronically degenerate states
leads to strong phonon scattering resonances in systems containing such defects, which are at some
meV for acceptors in cubic semiconductors. Using a high-order Green-function calculation we show
that these resonances are due to a dynamical splitting of the electronic degeneracy induced by
thermal phonons. Application of an equation-of-motion technique gives a resonancelike formula for
the scattering rate. We investigate the special case of an electronic Iy state at acceptor defects in cu-
bic semiconductors where these resonances were found in several experiments of various types in the
last years. We discuss the physical properties of the resonance structures and the dependence on
system parameters and compare with experimental results.

I. INTRODUCTION

In the last decade a series of new experimental tech-
niques were developed which allow one to study very pre-
cisely phonon scattering and phonon transport properties
of solids.! It was found that various kinds of lattice de-
fects change these properties considerably,”> and there-
fore the experimental interest focused on the behavior of
such defect systems. Due to the high resolution of pho-
non experiments compared with optical studies, a new
kind of resonance structure was found at electronically de-
generate defect states, which could not be explained by
direct transitions (direct resonances) between electronic
levels.>> The main features of these resonances are the
extreme broad linewidth and the strong temperature
dependence of the related phonon scattering rate, which is
reflected in a considerable influence on thermal conduc-
tivity.® The first theoretical approach to explain the
behavior of such systems was given several years ago by
Rueff et al.” These authors used a model Hamiltonian of
Jahn-Teller E-e-type which describes the coupling of a de-
generate electronic two-level system with two degenerate
vibrational modes of the lattice surroundings. Experimen-
tal evidence for these special phonon resonance structures
came first from the study of weakly p-type doped cubic
semiconductors like Si(In) or GaAs(Mn),>*> where a
fourfold-degenerate electronic ground state (I'g type) of
the defect ions interact with nonsymmetric doubly degen-
erate (e) and triply degenerate (¢) phonons of the lattice.
This type of interaction is known as the I's-(e +1¢) Jahn-
Teller (JT) case. This was the first evidence for the im-
portance of the dynamic Jahn-Teller effect on the
behavior of these semiconductor systems, which earlier
had been considered as negligible due to the small cou-
pling constants.®

The phonon scattering process at these electronically
degenerate (JT) centers can be described as follows. Due
to the coupling to nonsymmetric phonon modes the sym-
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metry of the defect surrounding is lowered, leading to a
dynamic splitting of the electronic multiplet. However,
the coupled phonons play a twofold role. First they pro-
duce splittings in the electronic levels by means of
thermally activated phonons. Owing to the absence of
correlations and to the homogeneity of the heat bath these
splittings are random and their temporal mean value van-
ishes.

Second, additional phonons can be scattered by the mo-
mentary electronic splittings. If these phonons are non-
thermal a frequency-selective scattering rate will be ob-
served. The effective resonance energy is related to the
statistical distribution of these dynamical splittings.

In order to give an appropriate description of the
dynamics of this phonon scattering process a high-order
calculation is required to include the phonon-bath influ-
ences. Indeed perturbation theory in second-order Born
approximation, which has so far been used for the calcula-
tion of the scattering process in these systems,” cannot ac-
count for these special phonon scattering resonances in-
duced by the dynamic Jahn-Teller effect.

The theoretical approach of the present work is based
on a Green-function method of high order, which allows
an accurate description of the dynamic behavior of the
electron-phonon interaction.

A complete theory of the frequency-dependent scatter-
ing rates, which are discussed in detail, is given. We used
the results of this theory already in a previous paper® for
the calculation of thermal conductivities. A Green-
function treatment given earlier'® led to a qualitative ex-
planation of the resonance energies, but failed in the cal-
culation of thermal conductivity line shapes.

In this paper we discuss the calculation of the relaxa-
tion rates within a Green-function approach via a T-
matrix method. For the presentation here we present the
formulas for the acceptor I'y case. The approach is
nevertheless common to all linear electron-phonon Hamil-
tonians. In a recent paper!! we showed that donor defects
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can be described with a simplified version of the theory
presented here.

II. SCATTERING THEORY

For the formulation of a scattering problem one usually
starts with an eigenstate of an unperturbed Hamiltonian
H,, in which the whole Hamiltonian may be written as

H=Hy+Hs . (1)

If we take t, as a starting time the temporal evolution of
an arbitrary state in interaction representation can formal-
ly be written as

¢1(I)=U(t,t0)¢1(to) , (2)

where the U matrix is defined by the integration pro-
cedure

Ult,to)=Toexp i [, Hy(tar'| . 3)

T, is the Dyson time-ordering operator and the index “I”
denotes the interaction picture

‘H,(z)=exp —éHOt Hgexp +éH0t

Assuming that the perturbation is switched on adiabati-
cally at to=— and switched off adiabatically at
t=+ o the initial (¢,) and final (y,) states are eigen-
states to Hy. The final state after the scattering is given
by

Y, =U(co,— 0 )y =S¢, . (4)

Then for the time-dependent transition rate from an ini-
tial state ¢, to the final states ¢, one has

Wia()=|{¢s [ [U(1,0)—1]1]$a) +(ds 4a) |, )

where the second term contributes only for a =b to the
sum. With the definition of the T matrix!?

T=(¢s | Hs|¥a) , 6)

the transition probability can be written as

d Wy.o(t)=2m| T, | *8(E, —E,)

Pb-a":gt—

+2{p | #g Y ImTy, . @)

For the transition from a state a to all other states b one
has therefore!?

P,=—2ImT,, . (8)

In the special case of a perturbed crystal P, describes the
transition from one phonon state to others onto the influ-
ence of the perturbation (e.g., electron-phonon coupling).
The phonon states are characterized by a wave vector ¢
and branch index A. Then Eq. (8) reads for the relaxation
rate of a phonon,

T =Pp=—2ImT; 4 . 9

With the definition of the Green functions Gy and G of

the unperturbed (H,) and perturbed ( H) system as

1 G 1

G =, =
of@) w—Hy+ie @) wo—H+ie

, (10)

the T matrix can be calculated via a Dyson equation of
the form!'3

G(0)=Gylw)—Go0)TGylw) . (11)

Therefore the determination of the relaxation rate [Eq.
(9)] is reduced to the calculation of the Green functions of
the crystal. As discussed before, in order to be able to
describe the dynamic scattering mechanism at the JT de-
fects in the calculations, we have to go far beyond the
usual second-order Born approximation. Therefore we
have to perform a high-order calculation of the phonon-
phonon Green functions of the perturbed system. In our
paper this will be done by the equation-of-motion method
by which a natural hierarchy in orders of the perturbation
parameter appears.'*

III. DEFECT HAMILTONIAN

The Hamiltonian we will deal with in this paper con-
tains linear electron-phonon interaction terms of localized
electronic states with lattice coordinates. It can be written
in the general form as

H=3 wqxngbqﬁ S A%Qu (12)
q,A q,A

where Q9% are the phonon coordinates defined by the
phonon creation and annihilation operators for wave vec-
tor ¢ and branch index A,

Qo =bgr+bjx (13)

and A% are bilinear in the electronic operators of the de-
fect state, the special form of which depends on the elec-
tronic symmetry structure.

For further use in this work we will specialize Eq. (12)
for acceptor defects in cubic semiconductors, which can
be described by the effective-mass approximation (EMA).
Examples for such systems are Si(In), Si(B), GaAs(Mn),
etc. The symmetry of the acceptor ground state which is
determined by the I" point of the valence band is I'y; it is
fourfold degenerate. From group-theoretical arguments
the electrons may interact with e- and t¢-type phonons
only [Tg—(e, +1, ) JT case].

The four degenerate electronic levels can be described
by operators which can be classified according to the 15
generators of the SU(4) Lie algebra. These 15 generators
may be represented with the help of two independent spin
algebras {p;} and {o;} with commutation relations'®

lpipj1=2i€jxpr, [oi,0;]=2i€04 ,
(14)
[Uink]=0 .

Their definition within the electronic operators is given in
Appendix A. As we will see later, these simple spin com-
mutation relations are very convenient for the Green-
function’s expansion.

Taking only the fourfold degenerate acceptor ground
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state and its interaction with the lattice vibrations into ac-
count, the total Hamiltonian of the considered semicon-
ductor systems then reads

2 3

H 1 t

De zlbrg,]'brg,,j wszlbrikbrik
J= =

2
+Ke 3 pjbL, , +br, )

j=1
3
+Kips 3 orlbr,, +br,,) - (15)

Here j and k are indices each of which describes the wave
vector ¢ and branch A. TI'; is symbol for the group-
theoretical representation of the twofold degenerate (e)
and I'5 of the threefold degenerate (¢) phonon modes. w,
and w, are the phonon frequencies, K, and K, are the two
independent coupling constants, which depend in general
on g and A. Expressing the symmetry coordinates of the
I'; and T's vibrations of the defect as projections from the
lattice phonons we end up with the interaction Hamilto-
nian of the form

2 3
Hoon=23 |De 3 pirf*+D.p3 3, oxsf™ |(bga+b1)

q,A ji=1 k=1
(16)
where the projectors r{“‘ and sf* are defined as

r* =al@)f (@5 (2G:n1: —Gunax—Gynay) » (17a)
,3A=a(q)f(q)—\/‘—§(a,nh_aynky) , (17b)
s =l (q) 5 @iy +ym) (17¢)
4 =@ (@) @i+ Qenns) (17d)
1 =al@f (@) @y + Gy (17¢)

with the abbreviations (i =x,y,z): §;=q;/|q| and
12
ﬁqu

: (18)
2MCL

alqg)=

M is the mass of the crystal, w,; the phonon frequency,
and c¢; (A=1¢ the sound velocity of the longitudinal (/)
and transverse (¢) modes. n;; are polarization vectors.
f(q) describes the extension of the defect which leads to a
cutoff for small phonon wavelengths. The most simple
treatment of this cutoff function is within the effective-
mass approximation,'® where the acceptor wave functions
are determined by a hydrogenlike model. Considering
only the s-like parts of the acceptor ground state, f(gq)
reads

flo=[1+7(a*)q’17 %, (19)

where a* is the so-called Bohr radius of the defect, i.e., a
measure of the extension of the defect wave function. De-
fining

"ff,A2="7,k2» 775,}3,5:37}2,3 ) (20a)
§1,2=P1,2 §3,45=P301,2,3 (20b)
one gets the abbreviations
5
A= Emi*, Hepn=3 AQp , P2
i=1 q,A

together with the diagonal part of the phonons the general
structure of Eq. (12). In the following we will use this
general form for our Green-function calculations.

IV. GREEN FUNCTIONS AND THE ONE-MODE
RELAXATION RATE

For the calculation the method of thermodynamical
Green functions is used.!* The retarded Green function
for two arbitrary operators A and B is defined by

G'(1,t")=((A(t;;B(t")))]
= —iO(t—t"){[4(1),B(t")],) 1" (22)
n=1 denotes the commutator and = —1 the anticom-
mutator. In our case we have n=1.

®(t) is the Heaviside function and ( - - - )4 the thermal
expectation value,

(A)r=Trle PHA)/tr(e —PH) . 23)

The equation of motion in Fourier space is given in the
form

o 4;B >>,,,=~2—‘;<[2,§]T+<<[2,H1;1§ Mo
= L (4.8 = CA;[B.HYY, 4
21

by which a Green function is expressed by another
“higher” one and therefore a hierarchy is built up.

In nontrivial cases this hierarchy cannot be closed ex-
actly and therefore approximations have to be made.
However, there are some exact relations for these Green
functions,'* which allow one to check the approximations

(B;AN=(4;B)_,, (25)
I «4:BYdo=—m(14,8Dr, (26)
f_:(a)«;i;ﬁ»-—([2,3])r)dw:7r< 943 )f;o,

27)

In the following we will use this method to calculate the
phonon scattering mechanism in defect systems with elec-
tronically degenerate levels, where we concentrate on the
previously mentioned semiconductor examples. As al-
ready stated, for the physical nature of the phonon
scattering resonances at these electronically degenerate
systems, the following simplified picture can be construct-
ed.

According to the JT theorem the interaction with the
degenerate crystal phonons lowers the electronic symme-
try and creates dynamical splittings of the degenerate elec-
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tronic levels. However, due to all the different thermal
crystal phonons the thermal average over the ion displace-
ments Q vanishes and therefore no static splittings can be
seen. Nevertheless there are fluctuating splittings and an
additional phonon can be scattered at such a momentary
split electronic level. From this simplified picture one can
draw some important conclusions, namely, the coupling
of the whole phonon bath splitting is expected to be
strongly temperature dependent and the fluctuations of
the splittings of the resonances will be very broad. Both
of these features are observed in experiments.’~>

As pointed out already for theoretical considerations
the nature of these resonances implies a high-order theory
to describe the phenomena. According to Egs. (9) and
(11) for the calculation of the relaxation rate we start with
the lattice (phonon-phonon) Green function which is de-
fined by'”!3

Gq}‘,q';;(a))= —v(wqqu'x')_ 12

X U bgr+bia;bgn+baa M - (28)

For the unperturbed crystal (H=H) the Green-function

hierarchy is closed in second order and we get
Y

Go, . (w)=—2 22

gA.q'A’ 0)2 _a)qk

(29)
In the case of the perturbed system (H =H,+ H,) one
gets after a simple application of (24) the exact relation

©ga8gqOan:
U bga+bisbgr+bia Ny =—220

fr(a)z——wzk)
4wq;‘a)q:;¢
(wz—wzl)(wz——w;';;)

X A ATHATY) (30)

Comparison with Eq. (11) yields for the relaxation rate
T =4, VIm AT AT)) (31)

where n is the defect concentration and V is the crystal
volume. A7 is the pure electronic part of the interaction
Hamiltonian and therefore instead of a phonon-phonon
Green function we are left the calculation of spin-spin
Green functions. For the mean relaxation time of branch
A and frequency w the following relation holds:

S 18w —w)

q9
S 8wy —o)
q,A

(7l w)) = (32)

Inserting Eq. (32) into Eq. (31) using a Debye model for
the phonons and performing the sum over ¢ into an in-
tegral leads us to

tf3(w)e?
<r;’(w)>=n—f2:c‘:—c—EA,-*Im«g,-;g,-», (33)
A i

(@*)e? |7

1+
4c§

fk(w)=

The A4 j)‘ result from the angle-dependent integration and
are given in Appendix B. According to the interaction
Hamiltonian for the calculation of the relaxation rate only
five independent “diagonal” Green functions ((£;;£;)) are
necessary.

V. GREEN-FUNCTION HIERARCHY

For the evaluation of the Green functions we start with the following hierarchy of equations:

ol&6 0 =3 CQLEL,ALED , (34)
q,A
where Q9" is simplified to Q, the same applies to A. The following higher Green functions read:
o€ QI&ELALED =-21;<Q[[§1,A],§1]>r+wqx(<P[§1,A];§x N+ 3 KQQ'IIELALALED 35)
q,A

and

w<<P[§1aA];§1»:2_177‘<P[[§1,A],§1]>T+2«A[§1,A];§1 D+, lQlELALEN+ 3 (PQTIELALALED) . (36)
q,\

This hierarchy of one-phonon operators can be closed exactly and yields

(wz—wék)<<Q[§er];§l »= %(Q[[gbl\],é'l])r-*’ %’(P[[glaA]:gl]>T+w S €QQ'IIELALALE D
q’,A

+og X CPQIIELALA LED +20, K ALEL,ALED) - (37
q,\\

Three new Green functions appear on the right-hand side. For the first one a random-phase-approximation (RPA) fac-

torization yields
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«QQ'II&LALA'TEN =(QQ ) rP[[£1,AL A 1—ED K66 ) (38)

where f’(e—+§i) denotes the projection on the electronic operator &;. With Eq. (38) the first Green function on the
right-hand side of Eq. (37) is closed to the original Green function in (34). The phonon part in the second function of
Eq. (37) does not commute with the unperturbed Hamiltonian (H,). The next equation of motion therefore yields terms
of the same order,

w<<PQ’[[§hA]’A’];§1 » = _2_1;;(PQ’([[ghA]vA’]’gl)>T+qu« QQ'[[gl;A]’A'];gl »
+ognAPP'[[ELALALEN + 3, KPQ'Q(I[£,ALALA:ED
g

+2(Q'A[[EL,ALALE D (39)

where the functions with PP’ and QQ' can be closed

along Eq. (38). The higher electronic Green function of — ~—Z~77;1", j=12,---5
Eq. (37) is expanded to yield ( Q&) r= (F7
1 0, j>5
ol A[E1L,ATED) =—2—;<[A[§1,A],§1])T
(ng )r=0,
+ zl CQ [ALELALALED) . (40) (PP')p=—8,Bpcoth(w; /2kpT)
q,

(kg =Boltzmann factor).

The remaining Green function all have odd numbers of For the remaining Green functions we get the follow-

phonon operators. Therefore no RPA procedure in pho-

. ing.
non space can be applied. . , . . .
According to Eq. (8) the result for the relaxation rate ing(l;)frtQ AL[ELALATEL ) which contains one exact clos-

has to be of positive definiteness. A shortcoming of the
expansion method here is the fact that approximations  (( Q'A[[£,ALA'L;E N =—4 3 nmm«QGE N . (A1)
which are not accurate enough usually distort this physi- j(#D

cal property. In order to get reasonable results we
demand positive definiteness together with the validity of
Eqgs. (25)—(27).

Before starting with an approximation scheme of the
higher functions we write down the various expectation
values appearing in the Green-function’s expansion and the exact reconstruction of the original function reads as
which are given already in Ref. 6. They are exact up to

O(K?) (h=1) PR ]mm—————«gl,gl» 43)

Together with

(o6 = 2 (A5ED, (42)

wa

(QQ") 7 =bygbpcoth | 2 - o
=8,,:8),:cO
T Ceg ™A 2k T The remaining parts are dealt together with the following
S function.
S T L LI (i) {Q'[A[£1,A),A');E,) and with the abbreviation E
wqhwq oo for an arbitrary electronic operator one has

(0 =0l )CQ'E6E ) =0 [<Q'[E,§x]>r+ S KQ'Q"[E,A"LEN
P
+og [(P'[E,§,])T+ S (P'Q"[E,A"):E,) +2( AE;&, »] . (44)
.

Only the last term closes the hierarchy. Together with (43) one obtains

2wqn %(((Q'[Aléx,/\],l\'];§1 N+ LQALIELALATED)
eyt

2 nmnmnmnm qlqu «51,51 » (45)

-32 [’Z ;M) ]n'mi+16
m (1)

j (1)
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(iit) € PQ'Q"[[[£1,AL,A’], A" ];6,)) expansion gives
«PQ'Q"I[[£1,ALA'LA L) ~ 16 [ > mimi ] 3 kK |Sgban
Og " i (1) k (1)
1 )
0" 12 “
w @ 5
—841g0y:3»——coth e e }coth Eq—k J
g1 2 2
2> w3 oy | [ €6 (46)
(1) Jj(#D
|
Now the closure is completed. (Y w)) = §(D 2 fionT 1
The next step is to calculate the remaining ¢ summa- T ek= 9 e =2 9
. . . . . pe
tions in the Green-function expressions. This can be done 3
by converting the summations into integrations, X3 fio) [0’ —Al@)]B(@) ~a(@)T(e)
o A=l [0’ —Alw ] +l(w)?
Suftu - =syain [, dogopfion) -, 501
q

where

1 #i

A= (2m)® 2pc}

The resonance terms within the integral are converted into

Cauchy-type integrals with the common relation’

(48)

’

(49a)

(49b)

(49¢)

[ ax——fpx=infl@)+P | [ dx——fx)
a— a—x
For the resulting integrals the following abbreviations are
chosen:
%)
wgacoth b 2"'}” ]
SMaw,n)= [ dow (w
f qkfk qk (02'—(1);1
w"k
Sl(a),n =P [f dqufk(wqx)] 3
Lt)D n
Mn)= fo dwaf%(wq;\)qu ,
.Bqu

n “p 2 n
RMn)= fo dwgy filwgr)wgy coth 2

The analytical calculation is given in Appendix C.

VI. PHONON RELAXATION RATE

(49d)

As a final result we get a Lorentzianlike expression for

the phonon relaxation rate (32)

Here we used the following abbreviations. With the defi-
nitions

Tk— 2 A,, TZA—'ZA A}, l;ﬁ_], 1751, _]751

i(51)
Tya= 3 A4j A,, Toor= 3 AFAF ALY,
j (=1 k(=D
and
U= —(Ty Ty 42Ty,

X =2T3 A7 — Ty

Wi =Ty +TrAr

Yin=3Tn+Ta Ty
together with

8y =(4mpcy#itky) !

The functions appearing in (50) read as

alw)= MDY, 5D
Blw) =220 3, 8, 1 () Tr + 168,AiT, R M(1)] , (52)
A
6
i=l1
5
MNw)=—-3 Ti(w) (54)
i=1
and
Afw) (53a)

=4(fiw)* 3, 8; ThS Mw,3) ,
A
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Ay(w)=160? 2 8280 SMw,2) R (2) T3y » (53b)

As(w)= z 8:8:SMw, )[R (2)Usp +S*(w0,4) X311,
(53c)
Aylw) =47 % 0" 2 80 filo)f i) X (53d)
As(w )_—16ﬁ328m5 (0,3 RY3)Wy (53e)
Aglw)= — ﬁz 2 8281818 Mw,3)R¥(2)RY(2)
X (T A %'A ]k” + Toaan) » (53f)
I(w)=m#w* coth > S f5(@)Ty , (54a)
A
My(w)=—16f0® 3, 6,8, f1(0)S*(0,4) X3 , (54b)
AN
[i(0)=8%0’m 3, 88,1 (@) RM2) Yy , (54¢)
AN
ey 2 Bo
F4(a))—— 8% w* coth T 2 6}L8)" (3)WA)J ,
(54d)
27 , Bo
Is(w)=— " £
s(w) PRl coth 5
X 88,8, f1(0)RM2)
AALA
X(TrAYAY + T o) . (54e)

To be in accordance with the denominator, the thermal
expectation values were expanded to higher orders.

»
5 GaAs (Mn)
g
)
Tl-’
10 hw (meV)

FIG. 1. Relaxation rate in the case of GaAs(Mn): curve a is
the total relaxation rate due to Eq. (50); curve b the first part of
Eq. (50); curve c the second part of Eq. (50).
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As we have expected Eq. (50) shows a resonancelike

structure.!”?® A and T, however, are frequency depen-
dent. A resonance frequency may be defined if we
demand

Ok — Alwyes) =0 . (55)

This frequency is for all considered systems very close to
®max, the frequency of maximum scattering rate. This
can be seen in Fig. 1 where the relaxation rate and the real
and imaginary parts are plotted against the frequency.
Our final results for the Green function fulfills the sum
rules (26) and (27) as well as the symmetry relation (25)
contrary to former calculations done for these systems. '’

VII. COMPARISON WITH PERTURBATION THEORY

Comparing our theory with perturbational approaches,’
the results are the same in the limit of small coupling pa-
rameters (D.,D,—0) as shown in an earlier paper con-
cerning the thermal conductivity.® A resonance structure
as we found, however, cannot be predicted by the pertur-
bational treatment.

In the limit of small frequencies w—0 a different
behavior from the perturbational one is predicted. In this
limiting case expression (50) reduces to a »* law,

fionm 1 Blw)
—1 DZ ,
(ren = 9 pc? Zf A3+A5+A6

(56)

in contrast to the perturbational result which gives a w?
dependence’

(1)2 z 4
(7)) = lOOrr 2h22 D) file
x | fHw)+2 —~f,(a) w,, (57
01
with

W,=4+48D*+8D*,
W,=16+37D*+7D*,
W3=20+35D*+5D* .

The reason for this different frequency behavior lies in the
dynamically induced splitting terms arising from the
RPA. In the perturbation theory an analogous static
splitting is absent due to the degeneracy of the electronic
ground state. Further on in this case (w—0) the validity
of the perturbation theory is questionable due to the v ~!/2
dependence of the dimensionless coupling constant. This
difference between both methods in the low-frequency
limit, however, exists for the case of an electronically de-
generate ground state only. The introduction of static
splittings immediately changes the perturbational result to
a w? dependence, too.

The main difference between the outlined theory and
the usual perturbational approaches, however, lies in the
fact that for the considered systems (i) a resonance struc-
ture for the scattering rate cannot be predicted by the per-
turbational treatment, and (ii) the temperature dependence
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of the results of both methods are totally different as will
be discussed later.

VIII. DEPENDENCE ON PHYSICAL PARAMETERS

We used Eq. (50) to determine the resonance behavior
of different acceptor systems, e.g., Si(B), Si(In), and
GaAs(Mn). The physical parameters needed in the theory
are given in Table I. They are all well defined and there is
no adjustable parameter. The Bohr radii, however, are not
very well known from experiment. Nevertheless all pa-
rameters are determined by independent experiments. The
used values of the deformation potential constants are cal-
culated from the measured ones by taking the reduction
due to the Jahn-Teller interaction into account.!” In Table
II the calculated unreduced values are given.

Before comparing the calculated resonance energies
with experimental values we will focus on measurements
done several years ago by Schad.? For the discussed ac-
ceptor systems he claimed for the resonance frequency the
experimentally found relation

€
*

(58)

Wres~
a

whereby the dependence on the static dielectricity con-
stant € by considering only two different physical systems
(GaAs and Si) is not convincing.

To determine the resonance frequency we have to dis-
cuss expression (50). This frequency is given when expres-
sion (50) reaches it maximum value. The numerical cal-
culations show that for all acceptor systems A(w)>>w,
except at a very narrow range around the resonance fre-
quency. This fact enables us to look for a more simplified
expression for the resonance frequency than that given by
(50), namely, it may be determined by the sign change of
A(w). This change is caused by the frequency-dependent
integrals S* and S*. In all considered systems the term
A, dominates and therefore the following relation holds
for w,:

SMpes2)=0 . (59)

Due to the cutoff the assumption wp— « is physically
reasonable and therefore in this case expression (59) can be
evaluated to give [d; =(a*/2c;)]

TABLE 1. System parameters of the semiconductor crystals
considered in the paper.

GaAs Si
Atomic weight 723 28.1
op (MeV) 29.76 56.77
p (kg/m) 5.3x10° 2.33x10°
¢, (m/sec) 5.21x10° 9.1x10°
¢, (m/sec) 3.0x10° 4.55x10°
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TABLE II. Defect properties for several acceptor types.
GaAs(Mn) Si(In) Si(B) Si(Al) Si(Ga)
D, (eV) 0.53 1.47 2.13 2.15 ~2
D. eV) 0.69 2.32 3.20 3.33 ~2
a* (A) 6 7.3 13.6 10.9 10.6
LS5 At 3 die’
16 16 (1+d,0%) 8 (1+d,w?)?
1 dxwz dsz
+ = + =0. (60)
2 (1+dy0??  (1+dyo®*
The only variable which appears is (d;)!?0=(a* /2c; o,

and (1+d,w? can be approximated by 1 and therefore
for the solution of (60) one gets
Opeg~ — . (61)

ai

This means we get the same Bohr radius dependence as
Schad deduced from the experiments.

In the cases of acceptors the solutions of (60) and the
resonance frequency calculated directly from expression
(50) are nearly identical. The results compared with ex-
perimental values are given in Table III. The theory,
which contains no fit parameter, reproduce the experi-
mental values quite well. For the hypothetical case of
vanishing Bohr radius the frequency integrations can only
be evaluated up to the Debye frequency wp. In this case
from (60) we get

Wres=0.830p . (62)

One sees that even in this limiting case the resonance
character of the scattering rate is preserved in contrast to
the perturbational result (57).

Figure 2 shows the relaxation rate for Si(In) together
with the perturbational result and the weak coupling limit
approximation. The second (small) maximum at approxi-
mately 2w, appearing in the result of our theory is due to
the high-order calculations and gives two-phonon contri-
butions which, however, are strongly suppressed by the
cutoff function. Figure 3 shows the relaxtion rate for
GaAs(Mn) where no such additional peak appears.

As mentioned before the most striking difference be-

TABLE III. Values of the resonances energies of the con-
sidered acceptor systems. The parameters used for the calcula-
tion are given in Tables I and II.

GaAs(Mn) Si(In) Si(B)
Experimental 3.1£0.3 4.2+0.2 2
values (meV)
References 21,2 5 3
Calculated form 2.7 44 2.3

the change of
sign of SMw,2)
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FIG. 2. Relaxation rate in the case of Si(In): curve a is the
total relaxation rate due to Eq. (50); curve b the perturbation
theory (Ref. 9); curve c the approximation of Eq. (50) for small
D.D..

tween the perturbational result (57) and our theory (50)
lies in the temperature dependence which is completely
absent in perturbation theory whereas in the Green-
function approach the maximum scattering rate as well as
the linewidth are strongly temperature dependent. This is
physically reasonable from the coupling of all phonons of
the crystal which act as a heat bath. In the case of
GaAs(Mn) this temperature dependence is shown in Fig.
4. The influence of temperature on linewidth and reso-
nance frequency is plotted in Fig. 5. There is no obvious
trend for the resonance frequency but the linewidth shows

wE

.*E*E GaAs (Mn)

=g

al

S

o

T F

[ ol
|
L/
- /
- 7/
[ 7
%
Sl

107 1 10
hw (meV)

FIG. 3. Relaxation rate in the case of GaAs(Mn): curve a is
the total relaxation rate due to Eq. (50); curve b the approxima-
tion of Eq. (50) for small w’s; curve c the approximation of Eq.
(50) for small D, D,.
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FIG. 4. Temperature dependence of the maximum scattering
rate.

a maximum at some 20 K where the resonances in
thermal conductivity are observed.®

In Fig. 6 resonance energy and half-width of the reso-
nance curve are drawn against the Bohr radius with the
other parameters of Si(In) fixed. The resonance energy
shows the behavior of Eq. (61) whereas the half-width
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FIG. 5. Temperature dependence of the resonance frequency
and linewidth: curve a is the resonance frequency; curve b the
linewidth; curve c the energy values, where the scattering rate is
half of the maximum value.
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FIG. 6. Bohr radius dependence of the frequency and
linewidth: curve a is the resonance frequency; curve b the
linewidth; curve c the energy values, where the scattering rate is
half of the maximum value.

changes at about 10 meV. This is due to the change in the
line shape also visible in the comparison of Figs. 2 and 3.

IX. CONCLUSIONS

In this paper we investigated a specific resonance mech-
anism which is due to the dynamic interaction between
electronic states and phonons and therefore of nonadiabat-
ic origin. We concentrated our calculations on acceptor
defects in cubic semiconductors where these resonance
structures were detected for the first time in thermal con-
ductivity measurements.>2>  Nevertheless, the require-
ments for this type of resonances, i.e., a defect with a
weak JT interaction should also be present in other sys-
tems.

As we have shown the described phonon scattering
mechanism cannot be treated by usual perturbation
theory, it requires a higher-order calculation to include
the influence of all the coupled phonon modes. It is just
this influence which leads to a very broad and strongly
temperature-dependent scattering rate. This behavior of
the scattering rate on the other hand is responsible for the
strong influence on thermal conductivity which even can
lead to a minimum in the conductivity curves.>® In a
forthcoming paper we plan to study the influence of elas-
tic and magnetic fields on the behavior of the systems and
show how these special dynamics can be destroyed by ap-
plying static fields to the defects.
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APPENDIX A: SU(4) OPERATORS

The commutation relations between the SU(4) operators

as well as the definitions of the operators §&;

., 15). The values in the table have to be multiplied by 2i.

y o

=1

TABLE IV. Commutation relations betweeen the SU(4) operators and definitions of the operators &; (i

P2 P30y P302 P303 P3 P10 P102 P103 P20 P20 P203 (o] (4] g3

P1

P302 P303

P30

—p2
P1

—P203
P103

—p20:
P10
g3

—pP20)

P10}

P3

&1

pr=~E;

—pP302 —pP303

—pP30]
P2

—ps

—pP30
P30

P303

—p1

(%]

—p303
P30

—pi

P2

(28}

—pP30,

—pi

P2

P203 —p10} —pP102 —pP103
P3

P20

P20

—p102
P10}y

P103

[2p)

03

— P20
—pP202
—pP203

P10}

—p2

pi=~Ee

P2

p101~&;

—pi103
P10

P3

[

—0y
(24}

—p2

P30

~Eg
P1032§9

P102

—pP10]
P03

P3

—0)

—p2

P303

—p202
P20

(25}

g3

—ps

—P301
—p302
—pP303

p201=E10
P202~E1y
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—pP203
P20

—pP3 —03
[2p)

P102

P

—pP20
03

P203

—p3

P103

P

p203=E1,

— P20
P20

—pP102
P10y

P103

—pP302
P30

P303

o1=~E3
gy~

o

(5]

—p203
P20

—p103
P10

—pP303
P302

— P20

— P10

—pP30)

03~E;s
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(i=1,2,...,15) are given in Table IV. The SU(4) opera-
tors can be*expressed in Fermi creation and annihilation
operators ¢; , ¢; (i=1,2,3,4) of the electronic I'g state

pr=(cies+cier)+(cies+eica)
pzzi(cgcl —c{c;)—&i(czcz—c;c‘;) s
P3=0101+0202—C§C3—CZC4 )
olz(cT02+cIc|)+(c;'c4+cic3) ,
Uzzi(c;cl —cJ{cz)+i(CIC3—C§c4) ,
gy=ciei—cher+eies—cley
P101=(CIC4+CI(11)+(C§C3 +c§c2) ,
pioy=ilcie; —cleg)+ileles —cley)
p103=(c;fC3 +c§c1)—(c;c4+c2cz) ,
pzolzi(chl—~c¥c4)+i(c;c2~c;c3) ,
P202=—(CTC4+CICI)‘HC;Cs‘FC;Cz) ,
p203=i(c§c1—c{c;)-&—i(cgczz—cicz) )

T f T T
p3o1=(cicr+cycy)—(c3cs+cqcs),

TABLE V. Angle-dependent integrations. j denotes the pho-
non type, j is the branch index.

=1 A=2 =3
ji=1 2aD? LD 0
j=2 16 - p? LDt % D2
j=3 18 p? 1o p? %ﬂ'Di
=4 1 .p? 1o p? %wi
j=5 1 p? LaDp? % D?

proy=ilche)—cley) +ileles—cics)
t ¥ t +
P303=C|C1 —CCy —C3C3+C4C4 -
APPENDIX B: DEFINITION OF THE FUNCTIONS
A } AS RESULT OF THE ANGLE INTEGRATION

All angle-dependent integrations appearing by convert-
ing sums into integrals can be solved analytically. The re-
sults are given in Table V.

APPENDIX C: CALCULATION OF THE INTEGRALS FOR THE RELAXATION RATE EQUATIONS (49a)—(49d)

Restricting ourselves to the simple Lorentzian form of the cutoff function, i.e. [d; =(a*/2c; )],

2

fk(qu)Z( 1 +dszk)_ ,

the temperature-independent integrals result in rational functions. So they may be easily solved.**

The following equation is needed for the solutions

1 d 1 1 1 1 1
+ —_—
(x2—ad)(1+dx®*  1+da® |(1+dx®* " (1+da®) (1+dx®®  (1+da®? (1+dx>2?
+ 1 1 1 1
(14da??® (14dx?) | (1+da?®* x*—a? "’
The calculation of the various integrals is done with the following recurrence relations:
_1 |“p _
@y wn " 1 5 2
fo dwwz_az.—_— no1 |, +a f dwa)z—az forn>2,
[ do Ly |oda )
a) —a 2(1 w—a
fda)w2 zz%lnjwz—azl ,
f dw——l———-————l—~ arctan (0V'd )
(1+dw?) Vd
1 r“p o™ -2
— —_—_— —— forn=2m—1,
op o™ d fo (1+dw2)"—‘ 0 l+d 2y

S e )

° (1+do?) _m=1 wada) i — 0" for n£2m —1
d2n—m—1) Jo (1+do?)"  (1+do®*~" |, '
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The calculation of the temperature-dependent integrals
cannot be done analytically. A numerical integration is
impossible due to CPU time considerations. We therefore
developed the coth part®’

. ZZkBZk

1 2% —1
c:othx——x—i~k§1 2K »

where B, are Bernoulli’s numbers.

This series converges for | x | <. Even for k <5 good
results are received in accordance with numerical calcula-
tions. Together with this series no new type of integrals is
needed, therefore this method was chosen despite other
methods with better convergence conditions.”® All the in-
tegrals are of Cauchy principal-value type.

*Present address: Robert Bosch GmbH, Abteilung Forschung
Physik und Technologie, D-7000 Stuttgart, Federal Republic
of Germany.
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