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The excitonic contribution to the dielectric susceptibility of a semi-infinite simple cubic semiconductor
bounded by a (001) surface is calculated in the tight-binding approximation. The electron and hole
hopping integrals in the Hamiltonian for the system couple only nearest-neighbor sites, and the
Coulomb interaction between the electron and hole occurs at a single site. A pair of free surfaces is
created in an infinitely extended crystal by setting to zero the electron and hole hopping integrals
connecting sites on opposite sides of a fictitious plane normal to the [001] direction, but containing no
atoms itself. The integral equation for the two-particle Green’s function in terms of which the
susceptibility is expressed is solved analytically for frequencies in the excitonic regime. The dispersion
relation for surface excitons is obtained, and the spatial variation of the polarization in the crystal
induced by a spatially uniform macroscopic field is determined from our results.

I. INTRODUCTION

When the optical properties of a crystal are an-
alyzed, one presumes frequently that the material
may be described by a frequency-dependent com-
plex dielectric tensor €;,(w). However, the dielec-
tric tensor may depend on the wave vector K of the
electromagnetic field as well as on its frequency.
In practice, the wave-vector dependence of the
dielectric tensor can assume particular importance
for frequencies near an exciton absorption line in a
semiconducting or insulating crystal. This is be-
cause the effective mass of the exciton is often
small, and its excitation energy can depend signif-
icantly on wave vector by virtue of the contribution
from the center-of-mass motion,

When the dielectric tensor depends on wave vec-
tor, then it is a short exercise! to show that the
displacement field D(X,¢) [and the electric-dipole
moment per unit volume ﬁ(i, ¢)] do not depend on
the value of the electric field E(x,#) only at the
point X, but rather on an average of the electric
field over a certain small volume centered at X.
When this is the case, one says that spatial dis-
persion is present.

Over the years, there have been a large number
of theoretical studies of the effect of spatial dis-
persion on the reflectivity of semiconductors near
exciton absorption lines.? It is well known that the
standard boundary conditions (conservation of tan-
gential components of E and H, for example) fail
to provide sufficient information from which the
reflectivity may be computed, An additional bound-
ary condition is required.? While recent work has
emphasized that Maxwell’s equations implicity con-
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tain the additional boundary condition when the full
information in the nonlocal form of Maxwell’s equa-
tions is utilized,®® a realistic calculation of the
reflectivity requires knowledge of the nature of the
nonlocal response of the crystal to an applied elec-
tric field very close to the surface. This problem
has yet to be fully discussed, and the present paper
is devoted to exploration of one aspect of it, within
the framework of a simple model for which many
calculations may be performed by analytic methods.
An early attempt to study the effect of a surface
on the polarization induced in a semiconductor by
an external electric field is the work of Mahan and
Hopfield.® These authors argued that the exciton is
excluded from a thin layer near the surface by re-
pulsive exciton-surface interactions. The reflec-
tivity spectra calculated from this model are in
very good accord with the data on CdS.” More re-
cently, a rather different scheme has been proposed
by Zeyher ef al.* If we let xy(X =%; w) be the non-
local electric susceptibility of the bulk crystal, then
Zeyher et al. assume that the role of the surface
is to reflect the exciton with reflection amplitude R.
The nonlocal electric susceptibility x(X,X’;w) of the
semi-infinite crystal is presumed to have the form

XE, X' 0) = XXy =Xy, 2 = 2";0) +RXo(X, = X, 2 +2"; w),

(1.1)
where in this last statement the z direction is nor-
mal to the surface, and X, denotes the projection of
X onto the plane parallel to the surface.

As one of us has pointed out recently,® the de-
scription of the interaction of the exciton with the
surface appears incomplete in one regard. In each
calculation, the exciton is presumed to interact with
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the surface as a single entity, which moves in some
presumed external potential, In their discussion,
Mahan and Hopfield argue that this potential is long
ranged, and suggest that the repulsive image po-
tential experienced by the exciton is an important
contribution to the potential. Zehyer et al.* evi-
dently regard the effective potential as a short-
ranged one.

Actually, the exciton is a composite entity which
is composed of both an electron and a hole, both
of which interact with the surface separately. The
purpose of the present paper is to derive the form
of the nonlocal susceptibility for a model crystal
within the framework of a model that fully recognizes
the composite nature of the exciton.

As discussed earlier,® one may appreciate the
nature of the problem by inspection of the diagrams
which describe the interactions of the exciton with
the surface. Rather than consider the exciton itself,
the point is readily illustrated by considering a
free particle-hole pair. In Fig. 1 we show the
propagation of a particle-hole pair from a point X
to a second point X’, in the presence of the surface.
The diagram (a) describes direct propagation of the
excitation from X to X’. I the interaction between
the electron and hole and the surface is regarded
as short ranged, this diagram contributes the term
Xo(X, — X},2 —2';w) to the right-hand side of Eq.
(1.1). I we examine the diagram in (d), then to
the observer at E', the excitation appears to arrive
at X’ after emission from a source point outside
the crystal. This diagram contributes a term of
the form Rxy(X, —Xi;z +2';w), if the electron-sur-
face and hole-surface interaction are taken to be
short ranged. The diagrams in Figs. 1(b) and 1(c)
also contribute to the nonlocal susceptibility, and
their contributions have been omitted from Eq. (1.1)
These diagrams (in the case of the interaction of an
excition with the surface) describe interference be-
tween the electron and hole waves, and they have
their physical origin in the composite nature of the
exciton,

"~ As remarked earlier, in the present paper we
wish to present a microscopic derivation of the form
of the nonlocal susceptibility of a semi-infinite mod-
el crystal, We set up and work within the frame-
work of a model that is sufficiently simple that ana-
lytic methods may be utilized in the major part of
the calculation. Our purpose is to examine the form
of the nonlocal susceptibility within the framework
of a model that includes all four diagrams of Fig. 1,
with the aim of exploring the range of validity of
simple phenomenological expressions such as Eq.
(1.1). While the model we use is a very simple

one, and cannot be expected to be applicable to real
crystals, within it we may explore rather complete-
ly the conditions under which various simple forms
for the nonlocal electric susceptibility apply.
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FIG. 1. Schematic illustration of the interaction of

a particle-hole pair with a surface.

DERIVATION OF NONLOCAL SUSCEPTIBILITY

The physical system we consider is a simple cu-
bic crystal of lattice parameter a;, in which the
atomic positions are given by the vectors

(2.1)

where the primitive translation vectors a,, a,, a,
are

a;,=(a0,0,0), 2,=(0,a,0), 2;=(0,0,a,), (2.2)

x(1)= LA, 8,+1,3,,

and I, I, I, are three integers to which we refer
collectively as I. We assume initially that all lat-
tice point functions in our work obey periodic bound-
ary conditions, with the periodicity volume being
a macrocrystal whose edges are defined by La,,
La,, La,;, so that the total number of atoms in this
volume is L3=N. A pair of adjacent free surfaces
will be created in this cyclic crystal, at the planes
l,=0and /,=1, by setting equal to zero all inter-
actions between atoms on opposite sides of a ficti-
tious plane midway between these two planes.

Our starting point is the following Hamiltonian
for the interacting electron and hole:

H=E, ,E b1 (1)b(7) + ,Z v Ob(I') - E, Z a'()a()

= 2 v A0 (Da(l) +uy 2o a"Da@bt )b ().
1 1 (2.3)
In this expression b'(Z) and b(1) are electron creation
and destruction operators at the site I, while a'(2)
and a(l) are the corresponding hole operators.
ys(1l') and y4(I1') are “hopping” integrals associated
with the transfer of an electron or a hole from the
site I’ to the site 7, respectively. The last term
in the Hamiltonian described the interaction
between the electron and the hole, which is
assumed to be so localized that it is nonvanishing
only if both particles are at the same site. The
presence of a free surface on the crystal is reflected
implicitly in the forms of the coefficients {y,(1¥')}
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and {y5(1l’)}, for which explicit expressions will be
given below.
The electric-dipole-moment operator for the

crystal is

My=-e [ @ VErID, a-xy,z  (@.4)
where ¢ is the magnitude of the electronic charge
and where the field operator ¥(x) can be expanded
as

¥(x) = 2 QA =X(INal)+ Y oxFE=-XAPbQ),

‘ ! 2.5)
with ¢ 4(X) an s-like orbital and ¢ 5(X) a p,-like
orbital. I we keep only the contribution to the
dipole-moment operator from interband transitions,
and ignore the overlap of orbitals centered on dif-
ferent sites, we obtain for M,

M,= 2 M), (2.6a)
where

M,(1)==emO(l), (2.6b)
with

o) = a'())b(1) + b (Da(l) = 07 (1) (2.6c)
and

m= f % ¢ ()29 5(X). (2. 6d)

With a spatially varying electric field of the form
I_*f-(l;w)e'i“”-kﬁ"(l;w)ei“", (2.7)

with E7(7;w) = [E*(1; w)]* acting on the crystal, the
expectation value of the dipole moment induced at
the Ilth site can be expressed in the form

(M, (I;t) = a3 Z Xz (1 W)E, (I'; w)eiwtsnt
ti

+a3‘; XLV ; @) ELl s w)etot . (2.8)
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In this expression 7 is an adiabatic switching pa-
rameter. Equation (2.8) gives the dipole moment
induced at the site I by the electric field (2. 7).
The volume per lattice site in the simple cubic
crystal we are considering here is a3, Consequent-
ly, the dipole moment per unit volume, or polar-

ization, induced at the site / is
P(I;4)= (1/ad) (M (1; 1))

= P(l; w)e "™ L Pi(L; w)etotnt
( ) ( ) (2.9a)

where

Pl; 0)=3" X (Il 0)E(1; 0) (2. 9b)

Pyl )= ) xR 0)E (1 w)-
e (2. 9¢c)
The nonlocal susceptibility yx,,(Il’; w) appearing in
Eqgs. (2. 8) and (2.9), with which we will be con-
cerned in what follows, is given by
ezmz
- %g_

+ G - w=in)]

Xee(11'; @)= [Guut; wein)

(2.10)

Here G(I,1,13l4; E) is the Fourier transform with
respect to time of the two-particle (retarded)
Green’s function G(ly1l,l51,;1):

6(11121314;E):f”dtemc(zlzzz3z4;t), (2.11a)

G(Iylylglg;t)==10(t) ([a'(11;1)b(15;0),

b'(13;0)a(ly; 0) 1),

O(t) is the Heaviside unit step function, and the
angular brackets (- ++) denote an average with re-

(2.11b)

~ spect to the canonical ensemble defined by the

Hamiltonian H, Eq. (2. 3).

If we obtain the equation of motion obeyed by
G(lyl,l4l,;t), and decouple it at the earliest pos-
sible stage, we obtain

m%c(11121314;t):ﬁa(t)[é,zla(a*(ll)a(l,;))—6,1,4 (DN (13)b (1)) + (B, +E,)G(1y 1515145t ) + > 7allil)G(llylglyst)

1

+ Z Ye(lal)G (14 llgly;t)+ugln 4(12) = np(11) 1G (L lalgly;t)+uol (BY(11)b(15))G(1y111514;1)

=(a'(11)a(l2)) G(lal5l514; )],
where

na(l)=(a’(Da(l)), np(1)=(0"(1)b(1)) .

(2.12a)

(2.12p)

To solve Eq. (2.12a) we introduce the auxiliary Green’s function Go(l;1l513l,;¢) as the solution of the equa-

tion
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iﬁ;‘tco(lllzlslut): 15 (£)[64,1,(a"(11)a(l)) = 61,3, (b7 (15)b(12)) |+ (Eg+ Eo) Go(ly Lalsly; )

+ 3 vallil)Go(llalsly; )+ Y vp(Lal) Gollyllsly; t) +ug[n 4(15) = np(11) 1Go(ly Lalsly; ) .
l !

It follows that the Fourier transforms of these two
Green’s functions are related by

. N u
G(l1lzlsl4;E)=00(11121314;E)‘_;i9‘

XY Goll1lal{11; E)G (1111514 E) .
1 (2.14)
This relation is quite general. It holds for an in-
finitely extended crystal as well as for a semi-in-
finite crystal. In the latter case the sum on /] ex-
tends only over the semi-infinite crystal.
The equation of motion of Gy(l113l3l4;¢) can be
obtained alternatively by starting from the Ham-
iltonian

Ho=) " [Eg+ugna()]07()0(1)+3 75 (1)1 (1)0(1)
i

125

= [Ea—ugny(2)1a'(1)a(l)
1
-3 vat)at(Da(l) ,

e
and introducing the function

Go(lylalgly:t)==i0(t){- (b7(15;0)b(12;51))0

X <[aT(l1 ’ t) ’ a(l4; O) ]+ >0

+(a™(ly;t)a(ly;0))o

X([b%(15;0), b(Iz;t) 1)}, (2.16)
where averages with respect to the Hamiltonian H,,
are denoted by (*++) and [A, B, denotes the anti-
commutator of the operators A and B.

It is readily verified that the function
Go(l115151,;1t) defined by Eq. (2.16) obeys the equa-
tion of motion, Eq. (2.13), when time derivatives
are calculated by means of commutators with re-
spect to the Hamiltonian H,, and the equal time
averages (a'(l1)a(ly)), (b7(15)b(13)), n4(lz), and
ng(ly) appearing in the latter equation are evaluated
with respect to Hy rather than H.

If we now introduce the two spectral densities
pallyly; w) and pg(lsly: w) by

(@'(l;0a(ly; 0= [ dwe' py(Lily;0), (2.17a)

(2.15)

(b"(La; 000 (Ig; ))o= [ _dwe™* py(lls; @) , (2.17)
we find that the Fourier transform G( l3l314;E) of
the Green’s function defined by Eq. (2.16) can be
represented in the form

A * ® e
G(lllzl3l4;E)=f_ dwlf_ dem

Bhwy _ eBhwl

(2.13)

x Pa(lily; w) pp(lsly; wp), (2.18)

where E must be understood to be a complex vari-
able.

The spectral densities (2. 17) are obtained from
the relations

1 « .
Pallily; ©) =5 —gra 7 [Z4(1114; - w-1i0)
=8 4(lily; - w+i0)] (2.19a)
T 1 ,
Palsleiw)=5— —gra— [£a(lsls; @~ i0)
-&5(l3ly; w+i0)], (2.19p)

where & ,(1114; E) and §5(I41,; E) are the Fourier
transforms of the single-particle Green’s functions

gallily;t)==i0(t)([a'(Iy;1), a(lg;0)], ), (2.20a)
gB(l;,lz;t):—i@(t)([b*(l;,;0) > b(lz;t)]+>o , (2.20p)
respectively.

To obtain g ,(1114;E) and §5(14l5; E) we assume
that at the absolute zero of temperature

(@’(L)a(ly))o=0131,, (DT (13)b(15))=0,

na(l)=1, ng(l)=0. (2.21)

These assumptions are justified by the results
based on their adoption. We conjecture that they
obtain also when the indicated averages are evalu-
ated with respect to the Hamiltonian H, instead of
with respect to Hy, thus making the identification
of the Green’s functions Gy(I;15135l,;t) defined by
Egs. (2.13) and (2. 16) complete.

With these assumptions the equations of motion
obeyed by £4(1,14;E) and §5(15l,; E) are

(TE -E)§a(lyly; E) - Z Ya(li)Z 4(ll4; E)= 7151,
! (2. 22a)

(RE -Eg~uo)gp(l3lzs; E)
‘Z YB(lzl)ga(lal;E):ﬁﬁzzzs ’
where lin the presence of free surfaces at the atomic

planes /,=0 and /,=1 the hopping integrals are given
by
(0

va(ll')=vy (11") - 7A51x1§51y15(5 1,00151+01,10150) ,
(2.23a)

(2. 22b)

va(Ul')=vE (') - 7561x1§51y15(6130519+ 01,10150) ,

(2. 23p)
with
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y,‘f’ﬂ(ll’)= Ya,s if I and I’ are nearest neighbors

=0 otherwise. (2. 24)

The solutions of Egs. (2.22)for 7;,>1 (i=1,2, 3, 4)
are found to be

BlGE)- L 22 o éxi(é‘:(}lf dall
x{explia, aollse = Lac) ]

- explig,ao(ly,+1s)]} ,  (2.252)

5 . _E exp{ii;n’ [in(l )_in(l )]}
ga(lslz,E)—N§ ﬁE"EgT“;o—EB(ﬁ)

u(ll) xu 4) }exP{ 1k,, [xu(lz) X,

X{exp [ikzaO(ZSa - lZz)] - €Xp [ikzaﬁ(l&+ l23) ]} '

(2. 25b)
where §,=(,,4,,0), X,(1)=1,8,+1,3,, the sums
extend over the first Brillouin zone of the crystal,
and we have set

E,@)=6]va| - 2|7v4|(cosq,ao+cosqyae+cosq,ay),

(2. 26a)
Ep(&)=6|vs| - 2|vp|(cosk,ag+ cosk,aqg+cosk,ay) ,
(2. 26b)
E,=E2+6|vs| (2. 26c)

Substituting Egs. (2.25) into Eqs. (2.19) and then
into Eq. (2.18), we obtain finally for Go(lyl5l3l4;E)

(Z)] }{exp lig,a0(lie=14)]

. n exp{q,
Go(l1lzlsl4;E)=NEZZ i [

¢ %

RE- E g—Upg—

- exp[iq (11, +14;) | Hexp[ik,ao(lg, — 12,)] - explik,ao(ls,+12,) 1} .

For the calculation of the susceptibility Eq.
(2.10), only the Green’s function G(lll'l’;E) is re-

E,@)-E5(&)

2. 27)

G(Il';E)=Go(ll';E -’-‘7—2_“— 3 Go(U";E)G(L";E) .

lll
. L (2.29)
quired. On defining We can now express Go(ll’; E) as
G(II';E)=G(lII'";E) (2. 28a) G @ |
o I;E Go(QE |1,12)
Golll"; E)=Go(lll'l;E) | (2. 28b) )= _z% o
we find from Eq. (2.14) that the relation between x exp{iQ, - [X,(1) - %,(1) 1}, (2. 30)
these two new functions is where
J
-~ n explig,ao(l, - 12)] - explig a1, +12)]
A= F4 2 — — -
GO(QHE Ilzlz) L_'IZ qz% nE - Eu—‘uo A(q) B(ﬁu éi {exp[ ik ao(l l; )] eXp[ Zkzaﬁ(lz'*'l;)]} .
ll
(2.31)
r
If we also expand G(II’; E) in the same form, G(-Q.,E llzl§)=Go(-QuE [lzl;)_’;i_oz Go@,E |l,l;’)
c(u';E>=Liz > GQELL) — ?
a XGQE|1£1) . (2.33)
X Q- [%,(1) =%, 2,32 -
exp{iQ, - [R(1)-%(01F ) The expression (2. 31) for Go(Q,E |,1%) can be re-
then Eq. (2.29) reduces to the one-dimensional duced from a multiple sum to a single integral for
equation 0<ReXE <EQ+uy:
J

Go@QE |1, 15)= - h’j; dtexp[- t(Eg+uq—1E +6|v,|+6[v5])] 10(271t)lo(z')’zt)[ltz-t;(zIYAIt)Ita-z;(Z]'YB 1)

—112-15(2IYA]t)Izz+z'z(2|Ya It)—I,,Vz(zlnlt)lz,-uz(z I'YB |t)+113+1'z(2 |7A|t)Ilz+ z;(2|‘)’3 It)] ,

where
2y = (4y2 + 8|v,vp| cos@Q,ae+ 4¥2)%, (2. 35a)
2y,= (44 + 8|y ,vp | cos@,ap+4Y2)"2 | (2.35D)

(2. 34)

|
and I,(x) is a modified Bessel function of the first
kind. An analogous representation involving the
ordinary Bessel function J,(x) obtains for

RenE >E2+u0 .



3154

We see from Eq. (2.34) that Go(Q,E!7,1.) can be
written as the sum of a part that depends on 7, and
1} only through their difference, and a part which
has a more complicated dependence on these in-

Gél)(_Q,,E |lz—l;)= —ﬁf:dt exp[- t(Eg+u0- h’E+6!'yA] + 6|'yB])]
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dices,
Go@uE[1.1)=GQE |1~ 1)+ 6P QE|LLY),
where (2. 36)
|
XIo(2y1 1) Io(2y5t )1, ,-14(2 |74 lf)lzz-z;(z lvslt), (2.37)

GE@QE|1,1L)= ﬁfo dtexp[—t(E+ug— RE +6|v,|+6|vg|) 1 1o(2v1t) Io(2vat) 11,152 |74 [6) 1 iy (2| v5 |£)

+ 1152 YA [ g (2 s | 1) =1 15(2 |74 lt)llzﬂf,(z lvalt)].

At this point, we pause to comment on the view of-
fered by our model on the validity of the Ansalz in
Eq. (1.1), which forms the basis of the analysis
presented by Zeyher et al.* The function

Go(Q.E ]lzl;) may be used to compute the nonlocal
susceptibility of the model semi-infinite solid in
the absence of the Coulomb interaction between the
electron and hole, i.e., in a picture where only
the contribution of single-particle interband excita-
tions are included in the dielectric susceptibility,
with the effect of Coulomb interactions ignored.
This corresponds to the diagrams illustrated in
Fig. 1, where the Coulomb interaction is ignored.

The contribution G{*(Q,E 11, - 1.) on the right-
hand side of Eq. (2. 36) gives rise to the term
Xo&, - X,z —2z’; w) on the right-hand side of Eq.
(1.1). The Ansatz in Eq. (1.1) is then valid only
if the function G{’(Q,E11,1%) is a function only of
the sum /,+7,, and not of 7, and I separately. In-
spection of the terms within the brackets in Eq.

(2. 38) shows that this is not the case in general.
The third term inside the brackets is indeed a func-
tion of only I,+1. [this term corresponds to the
diagram in Fig. 1(d)], but the first and second
terms [which give the contributions from the dia-
gram in Figs. 1(b) and 1(c)] cannot be expressed
in simple form. Thus, at this point, even though
we have yet to examine the effect of the Coulomb
interaction on the nonlocal susceptibility, we can
appreciate from our simple model the fact that the
Ansatz in Eq. (1.1) is not expected to be valid gen-
erally,

We now return to the problem of determining the
nonlocal susceptibility in the presence of Coulomb
interactions for our model.

If ReZE lies in the energy gap sufficiently far
from both the valence and conduction band edges
that the inequality

Eg +uy - ReliE

27,7 1vaD) ~ (2. 39)

(2. 38)

is satisfied, then G{'@,E!l,— 1)) is a rapidly de-
creasing function of |7, -I,1, and GP@,E11,l) isa
rapidly decreasing function of /, and I, separately.
In this limit we can take as the only nonvanishing
elements of these matrices (,,1, > 1)

GPQE|0=-AQ,E), (2.402)
GPQE|+1)=-BQ,E), (2. 40b)
GPQ.E|11)=Cc@QE). (2.40¢c)

The dependence of each of these coefficients on the
two-dimensional wave vector Q,. can be made more
explicit by expanding I,(2y;#) in powers of sin?3Q,a,
(j=x,y) in Eqs. (2.37) and (2. 38). Inthis way we
find

I3
A@"E)ZZ(IVAl +lygl)
(om0 - T W ).
(2.41a)
- n () —2lvays|
B@.E)= 201yl + lyg 1) (b ) (lya 1+ lygl)?
xb‘”(x)g@..ﬂ---) , (2. 41b)
_ k(o 2lyays!
C@uE) 2(1yal+ lygl) (c () - (lyal + I;B'gl)z
xc@(0)g@)+.. ) , (2. 41c)

where we have introduced the functions

Eg+ug—KE

= Z(IYAl + l')’B l) ’ g(é.,)zsinaé Qxa0+Sin2% ano .

(2.42)
The coefficient integrals are given explicitly by

X

()= " due o B0 I(Be) , (2. 43a)
0
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a®(x) = Iw du e * S 0y Io()I, () Iy @) (Bu)
0 (2.43b)

b () = fo T due OO (L (B, (2. 44a)

b (x) = fw du e * Sy I(u)IL (), (), (Bu)
0 (2. 44b)

D) = fo " du e O30 ) Iy () + Ty (@)L B

- L(aw)L,(pu) ], (2.452)
c®(x) = J(;w du e Gy Io(u)Il(u)[Io(au)Iz(Bu)
+ L(au)Iy(Bu) = L{aw)I,(Bu)] , (2. 45b)
where
lyal lys| (2. 46)

A AT

It is shown in Appendix A that the solution of Eq,
(2. 33) for the Green’s function G(Q,E |7,1,) under
the assumptions made here can be represented in
the form

n_F . ez tsl _ gt (z,+t;,>)
SQuE[L1) - o D1,z = uoB 2 sinh

(ﬁ)z C e tlz+12

) B BrCet ’ (2. 47)

Uo
where £(Q,E) is defined as that solution of the
equation»

J
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A(Q WE) = (h'/uo)
2B(Q,E)

whose real part is positive. The effects of the
crystal surface in the result given by Eq. (2.47)
are reflected in the presence of the two terms pro-
portional to ¢™¢ %= 12,

Combining Eqgs. (2.10),. (2.28a), and (2. 32) we
find that the susceptibility x,,(/l';w) can be Fourier

analyzed according to

cosh&(Q,E) = - (2. 48)

Xzz(ll’;w): # - eXp{iQu * [;(u(l) “';(u(l’)]}
Qy

szz(é n® llel;) s (2. 49)
with
’ Em? ) ,
Xzz(éllw ’lzlz) = - ?aoy [G@,,w + 127 'lzlz)
+G(=Q, —w-in|yL)]. (2.50)

Now, it is readily found from Eq. (2.31) that
Go(@Q,EI1,L) is even in Q, and is symmetric in
and 7;. It follows from Eq. (2.33), therefore, that
G(@Q,E I1,l}) is also even in Q, and symmetric in

I, and J;., Thus we can rewrite Eq. (2.50) as

2m? ,
Xzz(énw llzl‘;) == ﬁ_;ng[G(é nw + 27 llzl.;)

+G(én - =17 llzl;)] .

If we then substitute Lq, (2.47) into Eq. (2.51), we
obtain finally the result that

(2.51)

s , 222 ﬁezmz( ot N1l ot N1
Xae@ue [2) = - Uy Op,+ a3 \2B(+) sinhé(+) © 2B(-) sinh&(—))

)
et y)

et @ e1y)

C(+) c(-)

2

e md ( e-€ )p1y)
uaay

where by the arguments (+) we mean (Q, +w + 7).
The expression for the susceptibility given by
Eq. (2.52) has the form obtained by Zeyher et al. ,*
viz,, it is the sum of a function of 17, - Z, | alone
and a function of (7, + ;) alone, However, although
we will base the discussion in the remainder of
this paper on the results of this section, it is shown
in Appendix B that the form of the susceptibility
given by Eq. (2.52) is a consequence of the as-
sumptions represented by Eq. (2.40), in particular,
that the only nonzero elements of the matrix
GM(QLE 11, - I) are those corresponding to I, — I,
=0,+1, In fact, it is shown in Appendix B that if
the nonzero elements of G{'(Q,E|1, - L) are ex-
tended to include those for which [, - 7; =+2, then
the susceptibility y ,,(Q W 2,1} already possesses

e-E C)e1y)
)/ »

2B(+) sinh&(+) © 2B(=) sinhé(=) T B(+) B@)+ C@et® T B(C) B(o)+ C(m)e t

(2.52)

[

a more complicated dependence on Z, and I, than
that found by Zeyher ef al., and it is that which is
displayed in Eq. (2.52).

The physical interpretation of the inequality in
Eq. (2.39) is the following., The quantity E, =
E!® +u, is the energy gap in the model, after re-
normalization of the gap by the Coulomb interac-
tion, This quantity is the energy gap one would
measure in an optical-absorption measurement,
Thus Eq. (2.39) requires, in essence, that E, — #iE
be large compared to sum of the width of the val-
ence band and the conduction band, This clearly
requires the energy gap to be large compared to
the sum of the width of the valence band and the
conduction band, It is a condition poorly satisfied
in the semiconducting crystals where spatial dis-
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persion effects have been studied in the past (e.g.,
CdS). In fact, if #E is chosen near a typical exci-
tion energy, then E, ~ ZZE is small compared to the
summed bandwidths in general, and the inequality
in Eq, (2.39) will be reversed. Thus we obtain a

form similar to Eq. (1.1) only under conditions that

are unrealistic for real crystals. As one sees ex-
plicitly from the results displayed in Appendix B,

a form such as that in Eq. (1. 1) becomes invalid
as soon as the inequality in Eq, (2. 39) is violated,
While our model is a very special one, physical
considerations suggest that a criterion such as that
displayed in Eq. (2.39) may be required quite gen-
erally for Eq. (1.1) to be valid,

III. SURFACE EXCITONS

The results of Sec. II enable us to obtain the
dispersion relation for a surface exciton, i.e., an
electron and hole bound together by their mutual
Coulomb attraction, and at the same time localized
in the vicinity of the surface of semi-infinite crys-
tal.

This dispersion relation is obtained from the
poles of the Green’s function G(Q,E 1, 1) lying in
the gap 0< RefE < E? +uy. An examination of Egq.
(2.47) reveals that if G(Q,E |,I}) has any poles in
this energy range they are given by the solution of
the equation

e-f (é."E) - B(§||E)
C@QE) ’

which must be solved together with Eq. (2.48).

In what follows we will assume that E is real,
and will denote it by w. We will find that this as-
sumption leads to a solution of Eqs. (2.48) and
(3.1) for 0 < zw < EQ +uq.

Since for E real both B@,E) and C@,E) are pos-
itive, for small enough IQ |, we set

(3.1)

g(Q.uw) 2'50(6”(.0) +im, Re 50(_Q.uw) >0 (3.2)
and rewrite Eqgs. (3.1) and (2.48) as

210 @) = BEQ"Z; , (3.3a)

cosh (@) -2 Qu) 2 /)

2B@ w) (3.3b)

If we eliminate £(@,®) between Eqs. (3.3a) and
(3.3b) we obtain the dispersion relation for surface
excitons:

Ba(Q.uw) + Cz(-Q.nw) = C(@n‘*’) [A(-Q.llw) - (ﬁ/uo)% . \
3.4
In order that any solution w =w(®,) of this equation
be a valid solution, the function £@Q,0@,)) ob-
tained from Eq. (3.3a) must have a positive real
part. This requires that B@,0@,)) < C@Q,«@,)).
With the aid of Eqs. (2.41) we can rewrite Eq.

(3.5) in a form more convenient for its solution,

Flx) +(L'YAZB—']7) Gl)g@)=0 , (3.5)

[val + |)’B

to first order in g(@,), where

Flx) = (MYB_') - a‘“(x)) M (x)

Uy

+b D ()P +c M (x)? (3.6a)

Glx)=a®(x) c®(x) +a®(x) c D (x)
2(lyal+1vpl)
___ATO__LC(Z)(x)

=-2[6M () b® (x) +c P () c®(x)] . (3.6b)

If we denote by x, the solution of the equation F(x)
=0, then the solution of Eq. (3.5) is given by

217475 G(xo)
v+ vy 1E Flxy)®

x(_Q.II) =Xg = ( (—.n) » (3- 7)

to first order in g@,). From Eq. (2.42) we find
that the surface-exciton dispersion relation is
given by

o @) =EQ +ug—2(|v 4| + |7 5]) %,

LAl G(xg)
(I'YA] +|7/BI) F'(xo)

@), (3.8)

to first order in g@,).
To obtain numerical results for w(Q,) we assume
that

ug=8s |+ |7a]), [7al =8|l , (3.9)

so that a =%, B=%. The functions a®+?(x), b®"?)(x),
c“3) (y) for real x were evaluated from the repre-
sentations given by Eqs. (2.43)-(2.45), for 0.5
=x=4.0. The integrals were evaluated by a ten-
point Gaussian-Laguerre quadrature formula.
The results of these calculations are summarized

by

%9=1.2968, F'(xy)=0.24367x107%,

Glxg)=0.64274x10™ (3.10)
so that the surface-exciton dispersion relation,
Eq. (3.8) is, finally

@) =E7 +5.4064 (|7 4| + |75])

1.0551 -
—I‘y'ﬁ'Ll g(Qu ).

AR 8.11)

The dispersion relation for bulk excitons has
been determined in Appendix C. I we set ,=0
in the result given there we obtain

750 @ Joure = ES +5.2112(| v4 | + | v5])
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1.1136|y,75]
AT £@) .

From a comparison of the results given by Egs.
(3.11) and (3.12) we see that for the same value of
the wave vector Q:. the dispersion curve for sur-
face excitons lies above that for bulk excitons.

Finally, we note that if the dispersion relation
(3.11) is substituted into Eq. (3.3a) the result for
go(Q.“w) so obtained is real and positive, so that
Eq. (3.11) is a valid solution of Eq. (3.1).

(3.12)

IV. SPATIAL VARIATION OF POLARIZATION IN
CRYSTAL

To illustrate the result obtained in Secs. I-III
we apply them to the determination of the spatial
variation of the polarization induced in our model
of semi-infinite crystal by a spatially uniform
macroscopic electric field.

SUSCEPTIBILITY OF A... 3157

sume that the amplitude of the electric field in the
crystal is spatially uniform,

E;(l;w)=E;(w) 4.1)

In this case Eq. (2.9b) becomes

P,(l;0) =E ()Y, Xeo(1130) “4.2)
ll

With the aid of the decomposition (2. 49) this ex-
pression simplifies to

P (1;0) =B (@) 2 X Ow|2,1)) . (4.3)

e

The sum over l; is readily evaluated, with the re-
sult that

P
P;(1,;w) =;;0;%~E;(w)x“(w|lz) , (4.4)

Our starting point is Eq. (2.9b), and we as- where
]
2('74]’*"73’) 1 + 1 —Z(IYAI.*-'YB])E-E(”I‘
46D (x(+)) sinh?2 £ (+) 40P (x (<)) sinh® L ¢ (=) 1,

Xzz(w Ilz) =-at

c M (x(+))

( 1 1 et ™ )
NP @) sl £ (3) 5P () 5P () 1 e DR (1) e ® 1= ot ®

_2(val+lvp) TS 1 +C“>(x(-)) 1 et
uy 4b‘”(x(—-))sinh2§g(_) b(l’(x(—)) b‘l’(x(—))+c‘1)(x(-—))e'“" 1l—et) )
(4.5)
r
" In this expression x(+)=8(1 =) - (0.005) , (4.10a)
, 9 , -)= (0. 4.10b
x(+)=2(bl}+rlto+lﬁwl)+i2(l im;l 5, (6w x(=)=8(1 +y) +i(0. 005) ( )
Yal+17s Yal+17p The integrals a‘®(x(z)), 6® (x(x)), ¢V (x(x)) were
Eg +11y + W . m evaluated by a ten-point Gaussian-Laguerre quadra-
x(=) :Z(I)/Al PV o AT (4.6b) ture formula, and the values of £(+) were obtained
) from the results by means of Eq. (4.7).
and £(x) are those solutions of In Figs. 2 and 3 are plotted Rey,,(w!l,) and
1) _ Imy,,(wll,), respectively, as functions of 7, for
COSh&(ﬂ:):-—a (x(:t)) [Z(I‘YAI + "J/B’)/uo] (4.7) Xez 2/ Y z

26D (x ()

whose real parts are positive.

We have evaluated the function x,,(wll,) as a
function of I, for several values of 7w in the gap
between the valence and conduction bands 0 < 7w
< Eg +uy. To present the results conveniently we
define a dimensionless photon energy y by

y=E2+uo, 0<y<1 (4.8)
In addition, we choose the values
u=8(|val + |7z ), |78l =5]74] (4. 9)

EQ+uy=16(|74| + |7s]), mm=(0.008)/2(|v4] + |75 ]).

Consequently, the expressions for x(+) take the
forms

several different values of y in the range 0.5=9y
=0.95. Inthe absence of spatial dispersion, the
dielectric susceptibility x,,(Z1’;w) would be inde-
pendent of the site indices I and l', and the polar-
ization P(/;w) induced by a spatially uniform mac-
roscopic electric field (4.1) would be independent
of I, The departures of the curves in Figs. 2 and
3 from horizontal straight lines therefore give a
measure of the importance of spatial dispersion ef-
fects in the present model of a semi-infinite in-
sulator,

Several conclusions can be drawn from these re-
sults. We see that for values of y£0.5, i.e., for
photon energies 7w below about half the width of
the energy gap, spatial dispersion effects are neg-
ligible. However, as y increases and approaches
a critical value of y =0.8379, which from Eqgs.
(3.1) and (3.11) is the value corresponding to the
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energy of a surface exciton at Q.,, =0, the effects of
spatial dispersion become more pronounced. Even
so, for values of y as close to the critical value as
9 =0. 8 the polarization has reached its bulk value
by the third atomic plane into the crystal from the
surface (I,=3). It is only when y gets rather closer
to the critical value of 0.8379 that the effects of
spatial dispersion are felt deeper into the crystal.

For example, for y =0, 825 both Rey,,(w!Z,) and
Imy,,(w1?,) are still changing with 7, at 7, =5.
Re,,(wl,) changes sign at values of y close to the
critical, but at a different value for each value of
1,. Thus, it goes to zero at y=0.8379 for [, =1,
y=0.8265 for [,=2, y=0.8261 for ,=3, y=0.8258
for I,=4, and y=0.8258 for [,=5. Similarly,
Imy,,(w |7,) has a sharp maximum centered at each
of these frequencies, We see also that the magni-
tude of the real part of the polarization is de-
creased at the surface with respect to its value in
the bulk, for frequencies below the surface exciton
frequency, but is increased for frequencies above
the surface exciton frequency.

In conclusion, we have presented a calculation
in the tight-binding and Hartree approximations of

N
~ x10
> =0.8
3 4.0r y
N
)(N
€ 30l x10? y=0.95
- * -
x|03 y~0.825
y=0.5
2.0 2
| — x10 y=0.7
1.0F
x10~2
o 1 1 [l 1
| 2 3 5

FIG. 2. Plot of Rex,(w |1,), defined by Eq. (4. 5), as
a function of 7, for several values of the dimensionless
photon energy. The surface of the insulator corresponds
tol,=1.
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< < < <
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2.0k

o

0 + 4 |
| 2 3[ 4 5

& z

-3.0r

~a0p—"

-5.0

Resz (w l/z)

-6.0f

-7.0F

FIG. 3. Plot of Imx,,(w |1,), defined by Eq. (4. 5), as
a function of 7, for several values of the dimensionless
photon energy. The surface of the insulator corresponds
to l,=1.

the nonlocal dielectric susceptibility of a semi-
infinite simple cubic crystal in the excitonic regime
of frequencies. We have shown that if the exciton
is sufficiently spatially localized, in the sense that
the only nonzero elements of the Green’s function
G,(@,E 11,1}) are those for which [, and I, differ at
most by +1 [see Egs. (2.40)], then the resulting
susceptibility has the form obtained by Zeyher et
al., namely, the sum of a function of [, - I,| alone
and a function of [, +I, alone. We have shown ex-
plicitly that this result no longer holds for a more
extended exciton, and the conditions for the validity
of their Ansatz are sufficiently severe that they
will seldom be met in practice. We have obtained
the dispersion relations for both the bulk and sur-
face excitons predicted by our model, and have
demonstrated some of the consequences of the non-
locality of the dielectric susceptibility obtained by
using it to determine the spatial variation of the
polarization induced in the crystal by a spatially
uniform macroscopic electric field. A determina-
tion of the optical properties of our crystal model
based on the dielectric susceptibility obtained in
Sec. II will be varried out in a subsequent paper.
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APPENDIX A. SOLUTION OF Eq. (2.33) FOR THE
GREEN’S FUNCTION G(Q,wll,1;)

In this Appendix we solve the integral equation
(2. 33) subject to the condition that the only non-
zero elements of the Green’s function Go(Q,E1,1)
are given by Eqgs. (2.36) and (2. 40),

We begin by substituting the decomposition (2. 36)
into the last term on the right-hand side of Eq.

(2. 33) and transposing terms in the resulting equa-
tion to obtain

3 (B + 26 @ |1 - 1) 6@,E|'0)
t4

=Gy@,E|LL) - ﬂﬁg > c@@.E|LL")
I

xG@Q.E|L'L) . (A1)

It should be kept in mind that each of the variables
I, I, I’ assumes only the values 1, 2, 3, ...

We introduce a Green’s function g(Q,E17,Z) as
the solution of the equation

U
; (6,;,1:,+ S G @QuE|L, - lé'))g(QuE‘l:lé)zélzté .
= (A2)
Because G{V(Q,E |1, - I}) is symmetric in Z, and ],
2@Q,E 1, - 1) will also be symmetric in J, and 7,
In terms of this function the equation for G(Q,E |71
can be written

GQ,.E|L1) ; g@Q.E|LL)G,@.E| L")

- %C(QHE)g(QuEI lzl)G(é nEI ll;) s
(A3)
where we have used the assumption that the only
nonzero element of G&(Q,E 12,1%) is that given by
Eq. (2.40c). If we set [,=1 in this equation, and
solve the resulting equation for G(@,E|1%), we ob-
tain for G@,E 7,7

G(Q,,E I lz'l;) = ;g(éuE ' lxlz")Go(Q uE ’ lé’lz,) - Eh:o C(QIIE)

w« EQuE 12,1) D1y 6@, E110:")Go(QuE112'12)
1+ (uy/B)C(Q,E)g(Q,E 111) ’

(A4)
This result can be simplified considerably. If
we use the decomposition (2, 36) and the symmetry
of g(Q,E!L,1) in [, and I, we can rewrite Eq. (A2)
as

3159
- - ’ 7 =

Z g(QuE 'lxl;’)GO(Q nE ’ l;llz) = u_o [61212 —g(QnE | lzlz')]

[

+ 2 g@E|LLNGRQ.ELT) . (A5)
1’

If we combine this result with Eq. (2.40c), and
substitute it into both terms on the right-hand side
of Eq. (A4), we obtain the compact result that

CQUELI = 6,1, - £@uE |L1)]
2(QE11,1)C(QE)g(Q,E111L)
1+ (uy/M)C(Q,E)g(Q,EI11) ’

whose symmetry in 7, and 7, is manifest.

It remains only to obtain g(Q,E|7,7). With the
assumptions represented by Eqgs. (2.40a) and
(2. 40b), Eq. (A2) can be written explicitly as

- bg(lz' 17 lz’) - ag(lz: l;) - bg(lz"’l,l;) :Glsléylzy lzlz 1

(A6)

(A7)

where we have introduced the quantities
a(QnE) = u—;;A(é,,E) -1, (A8a)
b@,E)= 2 BQ,E) . (A8b)

To simplify notation we have dropped the argu-
ments (Q,E) in writing Eq. (A7), and will continue
to do so in what follows.

Equation (A7) holds for all 7,, 7] =1. However,
we notice that when 7, = 1 the Green’s function
g0, l,',) appears on the left-hand side of this equa-
tion, As there is no site with 7, =0 in the semi-
infinite crystal, we can write Eq. (A2) in the form
(A7) only if we impose the condition

g(0,7))=0, =1

on the solution,

To solve Eqs. (A7) and (A9) it is convenient to
introduce the shift operators A and A™!, which are
defined in terms of their effect on an arbitrary
function of the discrete variable /,:

() =f+1), ATf(@)=f(L-1).

In terms of these operators we can rewrite Eq,
(A7) in the form

(A = 2coshé +A™)g(L,L) = = (1/b)5, ;. , (A11)

where the parameter £ is defined as that solution
of the equation

coshé=—qa/2b

(A9)

(A10)

(A12)

whose real part is positive. We now make use of

the results

(A —2cosht+A™)etz=0 | (A13a)
~e12,-141
- €% F
(A ~2cosht+A )—2sinh§ =81, (A13b)
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to write the solution of Eq. (A7) in the form
etz
2b sinhi
which remains finite as /, increases without limit.

The coefficient p is obtained from the boundary
condition (A9), with the result that

gL = +petle (A14)

ot 13l _ oot Ugr1l)
2b sinh& ’

L,,=1. (A15)

g(l) =

When we substitute Eq. (A15) into Eq. (A6),
after some simplification we obtain the result
e tlizmtgl _ gt gsp)
2b sinh§ )
c e UaHy)
"B 1+ (o/B)(C/D)E®

When we take account of Eqs. (A8) this result be-
comes Eq. (2.47) of the text,

n.k
L= (5131; -

(A16)

APPENDIX B. GREEN’S FUNCTION G(allE |1,1) FOR
SPATIALLY EXTENDED EXCITON

In this appendix we extend the result for
G(Q,E1,7}) obtained in the preceding appendix by
allowing the kernel Go(@Q,EIZL) in Eq. (2.33) to be
nonzero for values of 7, and /, differing by more
than unity. In doing so we demonstrate explicitly
the incorrectness of the conjecture by Zeyher et
al.* concerning the structure of the susceptibility
Xez(ll';w) of a semi-infinite insulator, which we
have already discussed in the Introduction to this
paper.

We again make the decomposition of Go(Q,E 17,7}
given by Eq. (2.36), and because our demonstration
does not depend on the assumptions made about
G&(Q,1%,7)), as will be clear from what follows,
we will make the simplest possible assumption con-
cerning it, viz., that

G((JZ)(QnEllzl;) 251216151C(QI|E) .
This is the same as the assumption made about
G®(@Q,E11,7}) in Appendix A, so that the result
given by Eq. (A8) for G(Q,E L) is valid in this
appendix as well,

In solving Eq. (A2) for the Green’s function
g(Q,E11,1) to substitute into Eq. (A6) we assume
that the only nonzero elements of G{"(Q,E 17, - 1))
are those given by Eqs. (2.40a) and (2, 40b), and
in addition

G(‘)I)(QME Ii 2) == D(QIIE) .

With these assumptions Eq. (A2) can be written
explicitly as (7,, I, =1)

- dg(lz - 2; l;) - bg(lz - 1: lz’) - ag(lzl‘lz) - bg(lz+ 17 l;)
—dg(l,+2,1)=5,,, , (B3)
where a(Q,E) and b(Q,E) have already been defined

(B1)

(B2)
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by Egs. (A8), and
d@,E) = (uy/WD@Q,E) .

Since the atomic planes labeled by 7, =0 and
l,=-1 are absent from a semi-infinite crystal, the
equations for g(1,Z]) can be written in the form (B3)
only if we require that for 7,=1

-dg(~1,1)-g(0,7;)=0
for all I =1, while for [,=2

~dg(0,1;)=0
for all Z;=1. These conditions are equivalent to
the conditions

g(0,1)=0, =1 (B5a)

g=1,1)=0, I,=1 (B5b)
which serve as boundary conditions on the solution
of Eq. (B3).

We can rewrite Eq. (B3) in terms of the shift
operators defined by Egs. (A10) as

(B4)

(A = 2coshé+A™Y)(A = 2 coshn+A™)
xg(l,ly) = - (1/d)5zzz,;’ (B6)
where £ and 7 are the solutions of the equations
coshé + coshn=-b/2d , (B7a)
coshé cosh” = (a/4d) - % , (B7Db)

with Re£>0, Ren>0.

In view of the result given by Eq. (A13b), to ob-
tain a particular solution of Eq. (B3) we make the
Ansatz

o igm131

, 1 e“ll 1z=1z1
&l =- ("‘ —smnt P32 sinhn) - (B9)

When we substitute Eq. (B8) into Eq. (B6), we ob-
tain the equation

(a+ )8y 01,12 = (2 coshn + 28 coshé)d, ;,

+(a+ BBy mt1y =005 (BY)
It follows that
1
@= 2(coshE - coshm) ~ B, (B10)

and consequently we find

1 ety gl
~ 2d(coshi - coshn) (2 sinhf ~ 2sinh® ) :
(B11)
If we note Eq. (A13a), the general solution of
Eq. (B6) which remains finite as [, increases with~
out limit is

&(LL)

1
* 2d(coshE — cosh)

e-nll,-lél)
~ “2sinhn )/’

g(l) = pe?s s ve

(B12)

~£11,-151
x (& -
2 sinh&



11 NONLOCAL DIELECTRIC SUSCEPTIBILITY OF A...

where the coefficients u and v are to be obtained
from the boundary conditions (B5). We will not
record here the straightforward, if somewhat
tedious, determination of their values, and pass
directly to the final result:

" _ 1 (__ 1,11,
gll) = 2d(coshE — cosh)(d —en\ ¢~ °
n_
oty €T €ty
e Y osmE ¢
e‘ - e'" _"(lz+ll> 1
* 2 sinh” € e 2d(cosh& — coshn)

eVl gmnlig=1l
X (2 sinhf ~ 2sinhn ) : B13)

The presence of the first two terms on the right-
hand side of Eq. (B13) shows that g(Z,7]) cannot be
written as the sum of a function of 7, — I; alone and
a function of [, + I, alone, Since G (Q,E11,1)) and
2(@Q,E|L1L) coincide when G&(Q,E|1,1) is identi-
cally zero, we have the result that under the as-
sumptions of this appendix G(Q,E|7,Z)) cannot be
written as the sum of a function of 7, — /] alone and
a function of [, + I, alone when G(Q,E|1,Z) is iden-
tically zero. It follows from Eq. (A6) that it can-
not be written in this form for arbitrary nonzero
values of the elements of G2 (@Q,E17,1}), which is
what we set out to show,

APPENDIX C. BULK-EXCITON DISPERSION
RELATION

For comparison with the dispersion relation for
surface excitons obtained in Sec, III, we obtain in
this appendix the dispersion relation for excitons
in an infinitely extended crystal predicted by our
model Hamiltonian (2. 3).

The starting point for this determination is the
integral equation (2. 14), which we have noted al-
ready holds for an infinitely extended crystal as
well as for a semi-infinite crystal, The kernel in
this equation is still given by Eqs. (2. 18)-(2.22),
except that in solving for the single-particle
Green’s functions g,(1,,; E) and g5(7;1,; E) only the
first term on the right-hand sides of Eqs. (2.23)
is retained. The results for these Green’s func-
tions now take the form

1(10)(l1l4y E)_ 7 Z exp{zqﬁE[X(gl(-»;((h)]} , (Cla)

3O _r exp{ik - [%(%s) - X(%,)1}

(13,; E) = Z FE-F w0+ (C
When these expressions are used in Egs. (2. 18)
and (2. 19) we find that the function G,(1lI''; E) for
an infinitely extended crystal can be expressed in
the form

3161
G’ ;E) =G(Il'; E)

(1},
(Cc2)

Z Go@B)exp {iQ - [%() -
where

1
E)=— = == .
Go(QE) qu HE - EY—uy—E,(Q) - Ep(q - Q)
(c3)
If we express G(III'l';E) in a similar fashion,

Gt ; E)=G(!'; E)

St

1 ~ e =
=5 Z G@QE)exp{iQ- [X(0) -x(1)1},
° (ca)
then the equation for G(I1'; E) which follows from
Eq. (2.14),

G(U';E=Gy(Il';E) - %‘-’ZZ Gll"; E)G(I"'I'; E) s
C5

can be reduced to the equation for the correspond-
ing Fourier coefficients,

C(QE) = Gy(@QE) - 22 Gy@QE)G@E) . (C6)

From the solution to Eq. (C8),

___G@B)
G(QE) T 1+ (ugo/ﬁ)GU(QE) ’

we see that the dispersion relation for bulk excitons
is

(o))

1+ (ug/M)Gy(QE) =0 , (cs8)

since the energies of the bound states of our inter-
acting electron-hole system are given by the poles
of the corresponding two-particle Green’s function.
In what follows we will assume that E is real,
and denote it by w, and will look for solutions of
Eq. (C8) for Zw in the gap between the valence and
conduction bands, 0<7%w <EJ+u, For Aw in this
range we can rewr1te Go(Qw) as a single integral

GQu)=-17 f dtexpl— HEL +ug—Fw +6 |y, |
0

+6 v )1 1o(2y,8) Io(2y,8) Io(2vsD) , (C9)

where

2?’12(47’i+8l7’A7’B I cos@; +4y )/ (€10

and @, = Q.ay, @=Q,ay, Q= Qzao- If this expres-
sion is expanded in powers of sin3 Q;, the leading
terms in this expansion are

7
G@Quw) =~ a7 i)

Pyavsl g0 f @+ ..

(lya+ lyg 1)’ (c11)
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the functions I(x) and J (x) have the integral repre-
sentations

I(x) = Jo du e * > 13u) | (C12a)

J(x) = '[)” due )yl 3(u) I (u) , (C12b)
where f(Q) is defined by

(@) =sin?} Qa9+ sin} Qa0+ sin’s @ a,, (C13)
and x is defined by Eq. (2.42), with E replaced by w.

The dispersion relation (C8) can now be rewrit-
ten

uolvays| _
F(x)+ Tyals oo I)3.J(x)f(é)+... =0 (C14)
to first order in f@), where
Yo
F(x)=1 2val+ 17 I)I(x) . (C15)

If we denote by x, the solution of F(x)=0, then the
solution of Eq. (C14) becomes
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2lyaysl  J(x0)
(!'}’A I + ")/B ')2 I,(xo)

to first order in f(§). From Eq. (2.42) we find
that the bulk-exciton dispersion relation is

nw@ =Eg+uy - 2(]yal+ lva I)x(@)

%(@Q) = %o+ f@ (C16)

=E3+uo—2(|n|+ “YB |)xo

4lyaysl  J(xo)
- IYAI'F I'}’yl I'(xo)f@) )

also to first order in f(é).

To evaluate this dispersion relation we assume
the values for u, and |yg|/ly,| given in Egs. (3.9).
The functions I(x), I'(x), J(x) were evaluated for
0. 5< x<4 by the methods described in Sec. II, The
value of x for which I(x) = § was found to be x,
=1,3944, The value of J(x,)/I'(x,) was then de-
termined to be - 0.2784. Consequently, we obtain
finally

(c17)

1.1136 174 75|
=EY . e YA'B
ﬁw(é) 6 *D 2112(ly‘4}+|‘y£|)+ (lyvg l+lvg )

X (sin®3 @ ,aq+ sin’} Q ao+ sin’3 @ ,ay) .  (C18)
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