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In this paper, we present a general theory of Raman scattering of light by polaritons in thin films. We
consider both forward and back scattering of light from a film laid on a transparent substrate. With the
assumption that the light couples with polaritons in the film via the Raman tensor and electro-optic coupling
within the film, we relate the Raman cross section to the spectral density of the electic field fluctuations in the
film. The spectral density functions are constructed from electromagnetic Green’s functions derived previously.
Our expressions for the Raman cross section describe scattering by volume LO phonons, by volume TO
polaritons, and by surface polaritons associated with the substrate-film-vacuum structure. We apply the
general formulas to simple special cases, and examine the form of the cross section for both forward and back
scattering from surface polaritons, along with the nature of size-dependent corrections to the cross sections for
scattering from volume excitations. We present numerical calculations of the shape of the cross section for
both forward and back scattering from the film. We also discuss a number of qualitative features of the
scattering process, such as the origin of the large forward-backward asymmetry in the surface-polariton cross.

I. INTRODUCTION

There is currently active interest in the study
of the surface polaritons which propagate along the
interface between two dielectric media. A surface
polariton is an electromagnetic wave which propa-
gates along the interface, under a variety of condi-
tions.! The electromagnetic fields associated with
the surface polariton decay to zero exponentially
as one moves away from the interface into either
medium.

For the simple case of the plane surface between
vacuum and a lossless isotropic dielectric, surface
polaritons may propagate wherever the (frequency
dependent) dielectric constant €(R) is negative. For
an insulator or semiconductor with a single infra-
red-active TO phonon, the dielectric constant is
negative between the TO and LO phonon frequency.
Thus, the modes exist at infrared frequencies.
While the conditions that must be met for surface
polaritons to propagate are less simple for more
complex interface configurations,! these modes
exist at infrared frequencies for many interesting
physical situations.

Quite generally, at the interface between a di-
electric and vacuum, the dispersion relation of the
surface polariton requires c@, >, where c is the
vacuum velocity of light, @, the wave vector of the
surface polariton parallel to the surface, and Q its
frequency. This condition is required for the elec-
tromagnetic field of the wave to decay to zero ex-
ponentially as one moves away from the interface
into the vacuum. Because c@, >, one cannot cou-
ple to the surface polariton via a linear coupling
to a plane electromagnetic wave incident from the
vacuum onto a smooth plane interface.
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Two methods have been used widely either to
generate surface polaritons, or to study their dis-
persion relation. One is the method of attenuated
total reflection (ATR), in which a prism is used to
upshift the wave vector of the incident electromag-
netic wave,? and energy is transferred to the sur-
face polariton across a gap between the prism and
the sample under study. A second is the use of a
grating ruled on the surface. While both methods
of studying these modes have proved most useful,
in each case the method of coupling to the mode
perturbs the surface on which the mode propagates.

Since surface polaritons are elementary excita-
tions of bounded media, they must appear in the
Raman spectra of the system, as Ruppin and Engl-
mann have pointed out.® A number of experimental
investigators have searched without success for
surface polaritons in the Raman spectrum of light
back scattered from semi-infinite materials opaque
to the incident radiation. The first successful ex-
perimental study of surface polaritons by Raman
spectroscopy was reported by Evans, Ushioda, and
McMullen.* These authors examined the Raman
spectrum of light scattered from a GaAs film
2500 A thick on a sapphire substrate. The sap-
phire substrate was transparent to the incident
radiation and, in contrast to earlier studies, the
experiment examined light scattered in the near
forward divection with the laser beam incident
through the sapphire substrate.®

In a previous publication, ® we presented a quan-
titative theory of the surface polariton line inten-
sity which explained the very large forward-back-
ward asymmetry observed experimentally, and
which provides an excellent account of the line in-
tensities observed by Evans et al. in the near for-
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ward direction.

The purpose of the present paper is to present
a detailed discussion of the Raman scattering of
light from polaritons (both volume and surface) in
a thin film placed on a substrate transparent to the
incident and scattered radiation. We consider both
forward and back scattering intensities within the
framework of a Green’s-function method that al-

lows study of line shapes as well as line intensities.

Our earlier results, which focused on the inte-
grated intensity of the surface polariton line,
emerge as a special limit of the present analysis.
Our previous paper provided a quantitative theory
of the line intensities, as remarked above. Here,
we confine our attention first to the task of obtain-
ing a general expression for the shape and intensity
of the frequency spectrum of light forward scat-
tered or back scattered from the film. We then
apply the formula to a special case which allows
us to explore many features of the general result
by analytic methods: we consider plane polarized
radiation normally incident on a film of zinc-blende
structure material with (100) surfaces, and ex-
amine the spectrum of radiation scattered near the
normal to the film, After we discuss a number of
features of the spectrum of scattered light by ana-
lytic methods, we present numerical calculations
of the shape of the spectrum. In addition to lines
associated with scattering from surface polaritons
in the spectrum, we find that the intensities of the
volume LO phonon and volume TO polaritons are
size dependent.

The method we use is an extension of an earlier
description of the back scattering of light from a
semi-infinite opaque material.” We require the
scattered fields outside the film produced by fluc-
tuations 0Oe€, (X, ¢) of the dielectric tensor of the
film. The electromagnetic Green’s functions re-
quired to relate the scattered field to ¢, (X, )
have been constructed for use in a different con-
text.® We then relate 6¢,,(%, #) to the amplitude of
the thermodynamic fluctuations of the electric field
in the film. The cross section for Raman scatter-
ing may be related to certain spectral densities
of the electric field; these spectral densities may
be constructed from the same Green’s functions
that enter the description of the scattering process.

While this work was in its final stages, we have
learned that Nkoma has also analyzed the spectrum
of light scattered from surface polaritons in a
three-layer geometry by extending the method used
earlier by Nkoma and Loudon.® They employ a re-
sponse function method mathematically equivalent
to our Green’s-function method. The two methods
produce identical results, if the problem is fully
solved with either method.!® We believe the de-
scription presented here is more complete than
that of Nkoma and Loudon. They examine only the
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contribution to the spectrum from surface polari-
tons, while here in addition we explore size-de-
pendent corrections to the volume excitation (LO
phonons and TO polariton) line intensities. Also,
our treatment gives a more complete description

of the interaction between the incident radiation,
and the excitations in the film, in a sense described
below.

II. GENERAL THEORETICAL DISCUSSION

We wish to analyze the Raman-scattering geom-
etry illustrated in Fig. 1. One has a film of thick-
ness d laid down upon a substrate. The dielectric
constant of the film €; and that of the substrate ¢,
are both isotropic, frequency dependent, and com-
plex. Light is incident upon the film either from
the vacuum above the film, or through the substrate
under the film. Only the latter case, the config-
uration employed in the experiments of Ushioda
and co-workers, is illustrated in the figure. We
assume the substrate is transparent to the incident
radiation, while (as for GaAs illuminated by the
Ar ion laser), the film may be strongly absorbing.
In the experiments performed by the Ushioda group,
the sapphire substrate is transparent while the film
was two or three optical-absorption lengths thick.
The film is also surface active, in the sense that
Re(¢;(R2)) may be negative for frequencies § in the
range of frequency shifts encountered in the Raman
experiment. Our treatment makes no assumption
about the behavior of €,(f2), but in the special cases
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FIG. 1. Configuration analyzed in the text. One has

a surface-active film of thickness d, and the incident
radiation is Raman scattered into the vacuum above the
crystal through coupling to fluctuations in the film,
While the figure shows the incident radiation strikes the
film from below, the discussion in the text considers in
addition the case where the incident radiation strikes the
film incident from the vacuum.



considered below we suppose Re(e,(£2))>0.

The calculation of the scattered fields will pro-
ceed along lines very similar to discussions pre-
sented elsewhere. "®!1'12 Ag a consequence, the
initial discussion here will be schematic in nature.

If we wish to examine the scattering of the in-
cident radiation by fluctuations within the film il-
lustrated in Fig. 1, then if the incident radiation
“sees” the fluctuations through their effect on the
dielectric tensor of the film, we solve Maxwell’s
equations in the presence of the dielectric function

€,,(%, 1) =0,,€(2)+0¢, (%, 1), (2.1)

where €(z) is the dielectric function of the struc-
ture in the absence of fluctuations, and ¢, (X, ¢)
is nonzero only within the film. In general, the
fluctuation will lower the symmetry of the film, so
8¢, (X, t) is a tensor quantity. As remarked in
Sec. I, in this paper, we presume the incident
electromagnetic wave couples to the fluctuations
only when it is within the film. The method used
here may be extended to a more general descrip-
tion of the scattering process. In another paper,
we have presented a discussion of the case where
the film is a Raman-inactive medium, and the in-
teraction responsible for the Raman scattering
takes place within the substrate.!!

For €(z), from Fig. 1 we have

1 d<z<w,

€(z)=(¢€ 0<z<d, (2.2)

€ =—0<z<0.

To calculate the scattered fields that contribute
to the first-order Raman spectrum, one solves
Maxwell’s equations to first order in 6e,,(X, £), un-
der the presumption that when 8¢, (X, f) vanishes
the solution is just the incident field E9(, #). The
procedure is quite analogous to the first Born ap-
proximation of quantum-mechanical scattering the-
ory.

To derive the form of the scattered fields, as
explained in the earlier works cited above, one
introduces a Green’s function D, ,(XX'; ¢~ ¢') of
Maxwell’s equations and its Fourier transform

D, &%; t-11)= [ 22D, @F; W) e, (2.3)

where D, (X, X'; w) satisfies

(Ew@o-(2V TS | ‘ez de
a B8 7y
jdz Illdtll
@

UL -iQy %)’
e R (B (xh
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w? 8° 2
- ——— L
EX ( P €(z, w)b,, YRLA +5,,V >D7w(xx HA))
=475,,6(X-%') . (2.4)

In Eq. (2.4), the frequency dependence of €(z) has
been explicitly indicated. These differential equa-
tions are to be solved subject to the outgoing wave
boundary conditions of scattering theory. For the
geometry under consideration, the explicit form of
D, (X%'; w) has been derived in an earlier paper.®
We quote the results in Appendix A of the present
paper.

With the Green’s functions introduced above, the
expression for the scattered electric field be-
comes" 12,13

B9 (x, 1) = ( ) J’ds x' dt’

Dog(XX'; 8- t')ﬁ(B,(x ,ENEQ XL . (2.5)

In Eq. (2.5), E{’(X't’) is the yth Cartesian com-
ponent of the electric field of the incident radia-
tion, the integration over 2’ ranges from 0 to d,
and w, is the frequency of the incident radiation.®

We require the intensity of the scattered radia-
tion. The intensity of the scattered radiation (i.e.,
the Poynting vector) is readily calculated once the
square |E®(%f)|2 is known either in the vacuum
above the film, or within the substrate. The cal-
culation of the square of the scattered field is
straightforward, and follows readily from Eq.
(2.5). The quantity we require is (| E‘(%, ¢)|2),
where the angular brackets denote a statistical
average over the fluctuations in the dielectric ten-
sor. We write the Green’s function in the form

D, (&F; t_t,)=fdi’2€u;iw AR k) riag (=8
m
Xd“,,(E"wsl zz") (2.6)

and we note that after the statistical average is
performed, the correlation function

<6€Blrl(i’t')6€ﬂr(i t)) (2. 7)

is necessarily a function only of #-¢’, and X, - X,
although it depends on z and 2’ separately. Fur-
thermore, we let K{*’ be the projection of the wave
vector of the incident radiation on the plane paral-
lel to the film surface, and write

EO(% t)=eui“i°’ %rugh EORO wy | 2) (2.8)

It is then a straightforward matter to show that

——— EQ (kP w, | 2/ )EL (B 277 )* szk,, dw,dXe Rw,| 22'") dg ok, wg| 227)

2", t'")0¢,, (02", 0)) . (2.9)
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In Eq. (2.9) we have defined

éu =i;|(|0) - Eu (2. 10a)

and

Q=wy-w, . (2.10b)

The quantity © will be the frequency shift of the
scattered radiation, and Q, the change in wave
vector projected onto the xy plane. Our task is
now to reduce the expression in Eq. (2.9) to man-
ageable form. To proceed, we require the form
of the correlation function which involves de,,(X, ?).

If we let u,(X, f) be the relative displacement of
the ions in the unit cell and §,(X, ) the electric
field set up by the ion motion, then we write

S€g(X8) =D baysBa(X, 1) +25: Qppatiel®, £) , (2.11)
6

where bg,; is the electro-optic coefficient of the
film, and the term proportional to (X, #) de-
scribes the modulation of the dielectric tensor by
atomic displacements of optical character. In Eq.
(2.11), we can eliminate u,(X, #) in favor of &4(X, ).
If -1311(3’:, Q) is the lattice contribution to the dipole

moment per unit volume with frequency @, then
PL(% Q) =ne*i(%, Q) , (2.12)

where 7 is the number of unit cells/unit volume
and e* the transverse effective charge. If €7 is

(Eo® o -(2Y LY T [ Ed”

(3 BB' 66*
rr’

xj’%ﬁdas'(knws

To conclude the general discussion, we require
a prescription which enables us to construct the
spectral density function which appears in Eq.
(2.17). We discuss the method by which this may
be done in Appendix B. In fact, the spectral den-
sity function is readily related to precisely the
same Green’s function d,,s(l?,,wl z2') that entered
our scattering theory, as Abrikosov, Gor’kov,
and Dzaloshinskii have shown.!® The prescription
that emerges is remarkably simple:

D o o(Qu R:22") = (R%/ic?)dye 5@, @ - ] 22")

- dy 5@, 2+ in| 22")] (2.18)
Thus, once we are given the Green’s functions tab-
ulated in Appendix A, the spectral density func-
tions which enter Eq. (2.17) are readily con-
structed. We prove Eq. (2.18) in Appendix B, and

E',(P)(kl(i())wol ZI)E;(II)(kI(IO)

| zz'") daﬂ(izllwsl zz') -5:'7'6'(9)5676 ()1 + "(9)]35'o(§u Q; z2').
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the high-frequency dielectric constant of the film,
we have also

PLE Q) =(1/4n)e,() - €718, Q2),  (2.13a)
SO we may write
(%, Q) = (1/4mme*)[e, () - €7]& (%, Q) . (2.13b)

If we then define an effective electro-optic coef-
ficient which contains a lattice contribution

- €(Q)-€7
bera(ﬂ)=bara+(“"LL)aara ’

4ne* (2.14)

one has the identity

dt' it N . -
J_Zi— (B€geys (R £')8€5, (X, 00) = 2 B e (R)Dgyo()
66°

(8 &R . (2.15)

We now define a spectral density function for
electric field fluctuations in the film via the rela-
tion

[1+7(R)]Dpr6(@Qu2; 2" 2') = szx[, dt 9t g 1% E

X(8se(Xi2", 1)84(02',0)) ,

where n(Q) =[exp(%#Q/kg T) - 1] is the Bose-Ein-
stein function, to write the intensity of the scat-
tered field in the form

(2.18)

wol zn)*

(2.17)

I
we call the readers attention to the useful relation

displayed in Eq. (C8) of Appendix C.

The expression in Eq. (2.17) may be used to
calculate the intensity of the scattered field in the
vacuum above the film, within the film itself, or
in the substrate below the film, for an incident
field of general angle of incidence and polariza-
tion. We confine our attention here to the radia-
tion scattered into the vacuum above the film. For
z>d, after consulting Appendix A we have

ikgz ¢

dya(Kiws| 22') =47 e " €5 gk w4 | 2) (2.19)

where

€aa®iws[2) =" S, (K1) S (BT, (Kyw ) ESE,w, | 27)

" (2. 20)
with the matrix I',,(K,w,) defined by
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k k

- 0 +—
kW, (kyw) Ry W, (kyw)
Fu,(ﬁ,,w) - 0 WL(’];M“-’) 0
I
W(kyw) - Wik w)

(2.21)
We may now form an expression for the fre-
quency and angular distribution of the power radi-

|

dZP(s)

ated into the vacuum above the film. The time
average of the total scattered power at a point in
space is

(P9 =(c/8n)|E“ |3, (2.22)

and from Eq. (2.17) the contribution to (P‘*’) from
scattered radiation in the frequency interval be-
tween w, and w, +dw,, and with scattered wave
vectors Es which have a projection onto the xy
plane in the phase-space element d2k, is given by

4 - -~
dw,dzk.. = 81!’(;)1(:)323 [1 +n(0)] ZZ 2 baro(ﬂ)b:'r'o'(ﬂ)

a BB’ 86
rr’

d -
xj dz' dz" E®([K® wy| 2/ Ve alkyws| 2/)ED (O wg| 27 )*€S e (Kuws | 2/ ) *D e s(Qu 25 272) . (2.23)
o

We may calculate the distribution of scattered radiation directed into the solid angle dQ (ﬁ,) by multiply-

ing Eq. (2.22) by the ratio’

APy _[wy\?
e (5,) (c ) cosé, .

(2.24)

Thus, our final expression for the distribution in angle and frequency of the scattered radiation is

da P(S)
dw,dQ(k,)  64nc’

a B8 60’
7’

-4 coso[l +n(Q)] Z Z Z Bays(@)Bgeprse ()*

d -
x j dz' dz'" EP (k® wy| 2/)ega(iwg| 2B (kI wy | 2')* €5 o0 (K, s | 27 )*D 0 5(Qu 25 2" 2). (2. 25)
0

This expression gives the distribution in fre-
quency and angle of the radiation scattered above
the film, for an incident field of arbitrary direc-
tion and polarization. Thus, this one expression
may be used to calculate both the forward and the
back scattering intensities; in the former case
(the configuration used by Ushioda and co-workers)
the radiation is incident on the film through the
substrate, and in the latter case the radiation
strikes the film incident from the vacuum. In both
cases, the Raman radiation is detected and studied
in the vacuum above the film.

The expression in Eq. (2.24) may be converted
into a scattering efficiency by dividing the expres-
sion by the power per unit area incident on the
film. For the case of back scattering, the power

per unit area incident on the film is
P =(c/81)| E |2 cosé, , (2. 26)

where E is the amplitude of the incident field
and 6, the angle of incidence. For forward scat-
tering, with the substrate presumed transparent
at the incident frequency,

PP = (c/8m)[€(wp) 2| E©|% cosby , (2.27)

where E'® is the amplitude of the incident field,

r

measured in the substrate.

The result in Eq. (2.25) is the principal result
of the present general discussion. While the ex-
pression on the right-hand side is compact in ap-
pearance and its application straightforward, one
is lead quickly to extremely lengthy and compli-
cated expressions when this is done. As a conse-
quence, we confine our attention in the remainder
of the paper to application of Eq. (2.25) to a sim-
ple special case. This will lead us to appreciate
the physical content of the general expression. We
turn to the more quantitative applications in Sec. IV.

III. APPLICATION OF GENERAL RESULTS TO
SPECIAL CASE

We now apply the result in Eq. (2.24) to a par-
ticular special case. We examine the following
scattering configuration:

(i) We suppose the incident field is plane polar-
ized in the 9 direction, and is normally incident
on the film. Then

EP (R wy | 2') = 8,, EQ(w,] 2) , (3.1)
where for normal incidence, k{®’ =0 and &k, =Q,.

(ii) We presume the film to be a crystalline
film of zinc-blende structure material, with (100)
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surfaces. Then for this case, we have
Qpys = ale€as| (3.2)
baye="b|€grsl (3.3
and as a consequence
Beyo(@) = B(2)| €gys| (3.4

where in these expressions, |€g,,! is the absolute
magnitude of the Levi-Civita tensor, i.e., |€g, |

vanishes if any two incidences are equal, and as-

sumes the value +1 when g # y# 6.

(iii) We confine our attention to the scattered
radiation which emerges very close to the normal
to the film. For forward scattering, this means
we examine the region of small-angle scattering,
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and for back scattering, we examine the scattered
radiation which emerges very near the specular
direction. The extension to the case of large angle
scattering is straightforward, but this assumption
greatly simplifies the exposition of the present
section.

For incidence radiation polarized along j, and
scattered radiation emerging very near the normal
to the film, the nature of the Raman tensor and
electro-optic coefficient requires the scattered
radiation to be polarized along %, and only electric
field fluctuations in the film parallel to the normal
are able to produce scattered fields. Thus, as-
sumption (iii) when combined with (i) and (ii) enable
us to replace Eq. (2.24) by the much simpler ex-
pression

d*P  _ wfcosb(1+n(Q) |5 4
= b Q) 2f dz'dz" E(O) ) zI)E(O) wa| 2t y*
dw,dQ(k,) 64n'c® o) A (o] (wo| 2")
x(Z 52:(611“’5[ Z’)E;,(éuwsl Z")*) :D“(Qu Q,2"2"), (3. 5)
a

. . . . . . > =
where for incident radiation at normal incidence, one has k,=Q,.

After some algebra, with

9 =cos¢, and L =sing, ,
n QII

one finds

2 qind
w?sin®g,

2 <GaQuen| @l "= gy 0 5

cos?op

7 EXQues| ) EfQuws | 2)*

+ 5 EYQuws | 2)E{Quw,| 2)* . (3.6)

| Wo(Qu, W)

As long as we examine scattered radiation which
emerges close to the film normal, then to a good
approximation we may set Ql. to zero in W, and W,
that appears in Eq. (3.6). Then one has

[ W0, w,)| % =(w¥/c?)|d,(wy)]?, (3.7a)
and for small @,,
| (0, w,)|2 = ggl—‘L'Ich(walz , (3. )

c°Qi

where

d(w)=(1+Ve, )cos(%s \/'e—ld)

- l(%Jr el)sin<% \/'e—ld) . (3.8

In the same spirit, we may also let 6,,-— 0 in the

|
factors C*, c, c", C'"’ which appear in Ej

+ 9

and E}. When this is done, then we find
2 €al@uw,| 28 Queg | 2>
(-3

c? E(wgl 2")E<(w,] 2")*

=3 ;g |d]_(ws)lz N (3. 9)
where
1 Ve, \ irf®e 1 Ve \ -irds
EY(w z)=—-(1+—z-)e 1 +—(1——a)e s
( 8| 2 _fe_l 2 f€_1 s
(3.10)

where £{® is the z component of scattered radia-
tion in the film, chosen such that Im(k{*’) <0, as
described in Appendix A.

If we ignore the difference between w; and w; in
the prefactor of the expression for the scattered
power as we have before, then Eq. (3.5) becomes



13 RAMAN SCATTERING OF LIGHT BY POLARITONS IN THIN... 4425
d*P' _ _ wjcosb(l+n(@)) 1B(Q)I2
dw,dQ (k) 64n'c® Id,(wg)I®
d -
xj dzdz' E®(wy| 2 )E® (wy| 2" )*E¢ (wy] 2/)EX(w,] 2" )*D,(Qu R, 2" 2') . (3.11)
0
There is one more simplification of Eq. (3.11) that is useful. The relation between 50,,((5" Q; zz') and
d,,(Q, R +inl 22') is stated in Eq. (2.18). Furthermore, from Eq. (C8) of Appendix C, we have
d,.Qu, @ - in| 22') =d%@Q, R+ in| 2'2) . (3.12)

When Eq. (3.12) is combined with the observation that d,,((-i.,, Q -inl zz') is left unchanged upon interchang-

ing z and z’, then Eq. (3.11) becomes

4P whcosf(l+n(R) 1BH(Q)IZ 1
dw,dS (k) 167°c® ld(w)I® i

d
x Im(f dzdz' E(wy| 2)EX(w,] 2)E®(wy| 2/)*E<(w,]| 2')*A,(Qu, @ + i, zz')) ,
0

where we have introduced

8(z - 2') %
51(9) T W (Qu, Q)

An(én, 2, z2')=

While the expression in Eq. (3.13) is very much
simpler than the general form in Eq. (2.24), none-
theless it retains all of the essential features of the
general result. Note that we can apply Eq. (3.13)
to either the analysis of forward or backward scat-
tering, within the framework of assumptions (i)
through (iii) stated at the beginning of the present
section. The two cases differ only by the incident
field that is to be inserted into Eq. (3.13).

We next turn to an anlysis of the structure of the
right-hand side of Eq. (3.13). For definiteness,
consider the case of near forward scattering of
radiation incident on the film from below. Then
the incident field has the form
E(O)(wol 2)= Tz(g)[e-ik{m(t-d) + R{g) eﬂkim:] , (3' 15)
where with our convention Im(k) <0, the first term
describes the component of the incident wave in Eq.
(3.15). We assume the incident field has unit am-
plitude [given by exp( —ik5?’z)] in the substrate be-
low the film. Then in Eq. (3.15), T3 is the
transmission factor for transmission of the inci-
dent wave through the substrate-film interface
while R{$’ is the amplitude for reflection of the in-
cident wave off the film-vacuum interface once it
has been transmitted through to the film.

Crudely speaking, the integral in Eq. (3.13) has
a form similar to the square of a matrix element
which involves an effective interaction sandwiched
between an incident state E‘°’(w,l z) and a final
state E‘(w,| z). There are four terms in the prod-
uct E©(w,l 2)E{(w,l z), and each term may be rep-
resented by a diagram, as illustrated in Fig. 2.
Alongside each process is the phase factor which

(3.13)

[EXQu 2| 2EXQi ] 2)8(z - 2') + E(Qi2| 2)EYQu| 2" )6(2" - 2)] .

(3.14)

—

enters the contribution to the effective matrix ele-
ment from the process. Each of the four proces-
ses “connects the same initial and final state,” to

(a) /

i

/
(b) /

)
]

exp[ -1 (KO- k)2 ]

exp[ -i (kl+k(®)) z ]

(c) /

/y\/ exp[ i (k+k{)z ]
" /

M exp[i(k‘,°)-k|(5))z]

/

FIG. 2. Four fundamental scattering processes which
contribute to the Raman cross section in the near forward
direction, Alongside each figure is displayed the phase
factors which enter the contribution to the effective ma-
trix element from each processes. The scattering event
takes place at the encircled cross.
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use language appropriate to quantum-mechanical
transition theory. The square of the matrix ele-
ment contains a total of sixteen terms [the number
of terms in E‘©(wyl 2) *EX(w,| 2)*E® (w, | 2/ )ES(w,] 2’)]
as a consequence. Thus, it is indeed a tedious
task to evaluate even the greatly simplified ex-
pression in Eq. (3.13).

There is one important feature which enters the
contribution of each term illustrated in Fig. 2.
Two of the diagrams [(a) and (d)] of Fig. 2 de-
scribe a process in which the incident photon is
forward scattered. The contribution to each of
these two processes to the effective matrix ele-
ments involves an exponential which contains the
difference between z components of the complex
wave vector k{® of the incident and that k{* of the
scattered radiation. The remaining two diagrams
[(b) and (c)] involve back scattering of the radia-
tion, and the effective matrix element involves an
exponential with the sum of the same two wave
vectors. When we discuss the theory of back scat-
tering from the structure shortly, we shall see
that the same rule holds there also.

As we have previously emphasized, 8¢ this is
the origin of the large forward/back scattering
asymmetry in the cross section for scattering from
surface polaritons. This asymmetry is responsible
for frustrating early attempts to observe surface
polaritons in back scattering from thick (effective-
ly semi-infinite) semiconducting samples, while
the experiment of Evans, Ushioda, and McMullen
in the forward scattering configuration was suc-
cessful. If one computes k% and k{* for typical
semiconducting materials (GaAs, in particular)
for frequencies in the visible, the real part of %{®’
and k{® is larger than the imaginary part by nearly
an order of magnitude. Thus, the phase factor
exp[i (B{® + £{*)z] that enters the back scattering
matrix element oscillates very rapidly with z, and
reduces the back scattering matrix element strong-
ly, compared to the forward scattering matrix
element, ¢ QOur quantitative calculations show that
for the configuration employed by Evans et al., the
intensity for back scattering from surface polari-
tons is smaller than that for forward scattering by
nearly two orders of magnitude. We refer the
reader to our earlier work for a quantitative dis-
cussion of this point, 8

To calculate the intensity of back scattering from
the structure, instead of the expression in Eq.
(3.15), one inserts into the integral of Eq. (3.13)
the result

(0) _i1$0)
EO(wy|2)=T® (™ “+RQ ™ “P) . (3.16)

The four fundamental scattering processes may be
described in terms very similar to those which
entered our discussion of the forward scattering
case. The processes are illustrated in Fig. 3,
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along with the phase factors which enter the effec-
tive matrix element,

Evaluation of either the forward or the back-
scattering intensity with the incident fields given
in Eq. (3.15) or Eq. (3.16) leads to lengthy and
unwieldy expressions for the scattered intensities.
In the experimental studies of Ushioda and co-
workers, the surface-active GaAs film has a thick-
ness of roughly three absorption lengths of the in-
cident or scattered radiation. If we confine our
attention only to such thick films, then an adequate
description that is much simpler may be obtained.

If we consider the case of forward scattering,
then when the film is thick compared to the absorp-
tion length, the dominant contribution to the cross
section comes from Fig. 2(a). The processes in
Figs. 2(b) and 2(c) are small compared to the pro-
cess in Fig. 2(a) because a back scattering event
is involved in each case, while the process in Fig.
2(d) requires the radiation to pass through the
film at least three times.

When we consider back scattering from a thick
film in the sense just described, Fig. 3(a) is the
dominant process. While Figs. 3(b) and 3(c) each
involve a forward scattering, they each require
two passes of the radiation through the film at
least, while the scattering process in Fig. 3(a)
may occur entirely within the optical skin depth

(a) \\ /

exp[ i (kP+k{)z ]

exp[ i (kK@-ki®)z ]

o N/

exp[ i ( K-k z ]

o N/

exp[-i (k{?+k{®)z ]

FIG. 3. Four fundamental scattering processes which
contribute to the Raman cross section for back scattering.
As in Fig. 2, alongside each figure we display the phase
factors which control the contribution to the matrix ele-
ment from each process.
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of the upper interface.

In the thick film limit, the remarks above allow
us to describe the spectrum by choosing for the
incident fields the forms

T2 exp(- ik{% z) (forward scattering),

E(O)(‘*’ol Z) -
T2 exp[+ ik{®(z - d)] (back scattering),
(3.17a)
while we may replace E%(w,|z) by
e
E(w,| z ——-(1 )ex ik{¥z) . 3.17b
(ws] 2) + 7e p( ) ( )

In the work reported by Nkoma, ° it has been as-
sumed early in the discussion that the scattering
processes illustrated in Figs. 2(a) and 3(a) play
the dominant role. The results that follow may
only be applied to analyze spectra from films thick
compared to the absorption lengths of the incident
and scattered radiation. Since this condition is not
met either in thin films, or films transparent to
the incident radiation, we have felt it worthwhile
to construct explicit formulas that include all pos-
sible scattering processes, and may be applied
readily to more general situations if desired.

When Eq. (3.17) is inserted into Eq. (3.13), we
encounter the factor

1+(€ /€ )1/2 2
d,(wy)
2 1 2

1+V€ 1~R Ry exp[2i(w,/c)WVe, d]

xexp(-z‘li—>, (3.18)
where

Ryo=(Ve -1)/(Ve = 1) (3.19a)
and

Ry =(Ve = V& )/ (Ve +Ve,) . (3.19b)

In Eq. (3.18), I'=(w,/c)Im(V¢, ) is the absorption
length of the scattered radiation, and the prefactor,
which after here we write as | TIS)Ia is the am-
plitude transmitted through the film-vacuum inter-
face of a field of unit strength and wave vector k{%’
directed toward the interface.
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us to form an expression for the scattering effi-
ciency/unit solid angle/unit frequency interval
both back and forward scattering through our mod-
el film. We have, with [, the attenuation length of
the incident beam

ir_ wi(1 +n(R))15(2) |2 |70 |2| 7|2
dw,d (k 81 ¢V ez (wy) 2
xexp[—2(1/1,+1/1p)d)(1/3) Im[ . (k{* - k{*)]
and” (3.20a)
dZSB wo(l +n(ﬂ))| b(Q 0) (s)]2
- T1o T3
dw_, e (ks) 8,"264 I , I ,

x exp[-2(1/2,+1/1)d)(1/d) Im[8 (= #{” - k()] ,
(3. 20b)
where
*
-iAkz +iAR “A,,(Q.,, Q+in; 22') .
(3.21)
It is a straightforward matter to evaluate §(Ak).
Before we display the result, a comment on the
notation we shall use will be helpful. In Appendix
A, we have defined certain quantities &, %;, and
k,. These quantities are defined in Eq. (A5) and
Eq. (A6). When these objects have been evaluated
at the frequency and wave vector of the incident or
scattered light, these quantities are the z compo-
nent of the wave vector of the incident or scattered
light in the vacuum above the film, within the film,
and within the substrate, respectively. We have
designated the resulting wave vectors by the sym-
bols of the form £{® or k{*, respectively. In the
function A,, that appears in Eq. (3.21), we en-
counter ky, k;, and k, evaluated at the frequency
transfer Q@ and wave vector fransfer 6., parallel to
the surface suffered by the radiation. These val-
ues of k,, k;, and k, we denote below by g, X,
and k,, i.e.,

Ko= ko(Qn, Q+ iT]) ,
Ky,2 = Ry, 2(Qu, 2+17) .

After s, (AR) is evaluated, it is convenient to
divide it into two parts whose physical interpreta-
tion shall become clear shortly:

d
See(AR) = J dzdz'e
0

(3.22)
(3.23)

${(AR) = (

Se(AR) =85 S .
The above ingredients, when combined with Eq. SeelAF) =5 17 (AR) + 05, (AK) , (8.24)
(3.13) and the remarks at the end of Sec. II, enable where we have
|
(AR*)? 1 Q4 1 ) (exp(id[Ak *~AR]) -1 9

@+ (AR (@) QI+ (AR*F € (Q) — (/DN Q@+ (AR EINTYY) - 3.29)

The expression for 88,.(Ak) is more complex. Before we write it down, we define
(3.26)

f(@=('"-1)/q.

Then we have in terms of the coefficients A!" and C{"’ defined in Appendix A
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08 we(AR) = ?“% [Ci" YANS (kg + ARR)f (Ky = AR)
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+ Cf")Afu) (f(Iq - AR) ﬂ[’(_A’f_"‘;ﬁzL"] - f(=kKy = AR) 1 )

Ak* - Ky

Ak* 4 Ky

+A£")C£”) (f( - Kl - Ak) gxp-[l_(_Ak*‘H(lld_] - f(Kl —Ak) _Ak 1 )

+ AL C f (= Ky + AR¥) f(= Ky - Ak)] .

The physical content of §“’(A%) is clear, since
its form is quite elementary. It contains a portion
which describes scattering from volume LO pho-
nons [the part proportional to 1/¢,(2)], and a part
that describes the scattering from volume trans-
verse polaritons {the part proportional to [¢,(£2)
= (c¥/9%)(Q%+ (AR*))] ). The quantity AkZ = Q2
+(Akg)% where Akg is the real part of Ak, is the
change in wave vector of the scattered radiation
in the film. The second term in Eq. (3.25) thus
contributes a peak in the spectrum of scattered
radiation whenever

(c¥/Q¥)(Ak)2=€,(R) , (3.28)

i.e., when the frequency and wave-vector change
suffered by the scattered radiation equals the fre-
quency and wave vector of a volume TO polariton,

The width of the LLO phonon peak is controlled by
the damping felt by the LO phonon in the medium,
i.e., it is controlled by Im(€,(R2)). There are two
distinct contributions to the linewidth of the bulk
TO polariton. The first has its origin in the damp-
ing of the polariton itself [from the imaginary part
of €(R)], and the second from the combined effect
of the curvature in the volume TO polariton dis-
persion relation, and the effect of attenuation of
the incident and scattered radiation in the medium.
Wave-vector components normal to the surface
are then not strictly conserved, and in any mea-
surement, a finite region of the bulk dispersion
curve is sampled, even if the intrinsic linewidth
of the bulk TO polariton is very small, Mathe-
matically this effect enters through the complex
part of (Ak*)? in Eq. (3.23), which gives a finite
width to the bulk TO polariton line even when ¢,(£2)
is purely real. This feature is absent from the
bulk LO phonon line simply because (in the present
theory) no dispersion is present in the bulk LO
phonon dispersion relation,

In the geometry assumed here, when the scat-
tgred light emerges right along the Z direction
{Q, =0), the selection rules allow the LO phonon
line, while the TO polariton line is forbidden. One
sees this feature in Eq. (3. 25).

The coherence length or effective scattering
length that determines the scattering intensity in

AR* + Ky

!lt—;(1

(3.27)

the infinitely extended medium is controlled by the
imaginary part of Ak. When this coherence length
is long compared to the film thickness [id(Ak* — AF)
small compared to unity], the effective coherence
length becomes the film thickness, and the scat-
tering efficiency is proportional to the film thick-
ness. In the opposite limit, coherence length is
small compared to the film thickness, $‘°’(Ak) be-
comes proportional to the coherence length I, =2/
(AR = AR*),

Thus, the contribution §{;’(Ak) to S, (A%) de-
scribes a contribution of the volume excitations
(LO phonons and volume TO polaritons) to the Ra-
man spectrum. The contributions 68, (A%) dis-
played in Eq. (3.27) may not be reduced to a sim-
ple transparent form in general. This contribution
to $,..(Ak) contains two pieces of information: it
describes the contribution to the Raman spectrum
from the surface polaritons associated with the
structure, and in addition it contains corrections
to the intensities and shape of the volume LO pho-
non and volume TO polariton features. We next
turn our attention to these features.

Since it is not possible to reduce 6§,,(A%) to a
transparent form, in general, we consider a spe-
cial limit that will allow us to explore pieces of
the function. We suppose that the damping in the
material is small enough that the volume LO pho-
non, volume TO polariton and surface polariton
features in the spectrum are narrow, well defined
and distinct features in the spectrum. In practice,
this is a marginal assumption, #!® but with this as-
sumption we can extract simple information from
08,.(Ak). We examine two features of the spectrum
in this limit: the surface polariton lines, and size-
dependent corrections to the volume LO phonon
line.

A. Contribution to Raman spectrum from surface polaritons

In the frequency regime where the real part of
the dielectric constant €,(R2) of the substrate is
negative, while that of the substrate is positive,
there are two surface polariton branches associ-
ated with the structure analyzed here.’ In the limit
as the film thickness d approaches infinity, one
branch becomes localized at the vacuum-film in-
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terface, and one becomes localized at the sub-
strate-film interface. In the Raman studies re-
ported to date, the film thickness is sufficiently
thin that for both branches, the electric fields and
atomic displacements associated with both branches
extend throughout the film,

If we consider the function W.,(Q.., Q) as a function
of frequency for fixed real values of @,, then in the
absence of damping [€,(R) and €,(2) presumed
real], W,(Q., ) has zeros when Q=9,(Q,) and Q
=Q_(Qu), where £,(@,) and Q_(Q,) are the surface
polariton dispersion relations for the structure.
We shall shortly cast W,(Q,, ) in a form where it
may be directly compared with the implicit dis-
persion relation given by Maradudin and Mills. °
When damping is present, and weak enough so the
surface polariton remains a well defined excita-
tion, the surface polariton polés lie close to the
real  axis in the complex  plane. In some of the
manipulations below, we presume these poles lie
close enough to the real axis for the prefactors of
Wu(Qu, ) to be evaluated at the pole, with little
error,

After some algebraic rearrangement, 0S,(Ak)
may be broken into parts:

88,,(AR) =08'(Ak) + 682 (AR) , (3.29)

where

2

Q
SENAR) == T——F
882 ( ) c“Wi(Qu, Q)

Cé” ) i (ak*eokq)d
X(Z (AR*+ oK, ) (1-e ))

o

Af,',') - (AR=0" Ky ))
X(Z (AR = 0'Ky) (1-e

> (3.30)
'3
and
i(AR¥-k)d i(Ak*-AR)d
530 (Ak) = Q: ((e 8 _ gt )
= 2Kk1€ (Ak* = ki )(AF - k)
(ei(Ah*uq a_ ei(Ak*-Ak)d) (3. 31)
(AR* + k) ) (AR + Ky) ’

In Eq. (3.30), o ranges over thevalues+1land -1,
To derive these results, we have employed an
identity that will prove useful later:

22
_ 4 QH WII
C A -CA, = oz _ZZ'Klél . (3.32)
In particular, note that near the zero of W, (the
surface polariton poles of the response functions)
we have

CA=CA,. (3.33)

This relation will also prove useful.
Quite clearly, only the contribution 68 ’(Ak)
contains information about the surface polariton
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peak, since 68’(A%) does not contain the factor
Wu(Qu, ©?) that gives rise to the surface polariton
poles in the response function. Thus, in what fol-
lows, we discard the piece 6S2’(Ak), since it only
contributes a small background to the spectrum
near the surface mode poles.

In the absence of damping, the constants x,, ki,
and K, become pure imaginary at the surface po-
lariton pole. In the presence of a small amount
of damping they acquire a real part which will be
small. We relable these constants, with the con-
vention Im(k,) >0, Im(k,,,)<0 in mind;

Ko=+iay , (3. 34a)

Ky,2= =10 5 . (3. 34b)
We also introduce the quantities

a,=(1/¢€, - oay/ @), (3.35a)

b, = (€5/ €+ 0ay/ay) , (8.35b)
so we have

Al =2a exp| - (o +0a;)d] (3.36a)

ciV =2b, . (8. 36Db)
We may then write

(@i, @) = %%f— expl(a, - a)dld(@,, D),

(8.37)

where

4(Q,, ) =b,a_-b.a, exp(-2a,d) (3.38a)

€ Q 1
:(_2+_2 =, %
€ o )\& o

_(2 - 251)(_1_ - %ﬂ)exp(_ 20,d) .

€& 4 /\& 1
(3.38b)

The statement d(Q,, ) =0 may be recognized as
the implicit dispersion relation of the surface po-
laritons associated with the structure.!® For this
structure, as remarked above, there are two
branches to the dispersion relation. As the film
thickness d—«, the two dispersion relations be-
come

€/€ +ay/a; =0, (3.39a)

and

1/€,+ay/a;, =0 . (3.39b)
These may be recognized as the implicit dispersion
relations of the surface polariton associated with
the film-substrate interface, and that associated
with the vacuum-film interface, respectively.

With the above rearrangements, the expression
for 68%’(Ak) may be written
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__ @ exp(-20d)
O8u(ak) = ae;  d(Qu, Q)

by iak*dg00y d
x (; (@k*— foay) (* ~° ))

a, -0’ aqd -iAkd
x({a;m(e “_e )). (3. 40)

So far, save for the neglect of 68 (Ak), we
have made no approximations. Near the zero of
d(Qu, ), we have

b.a,=b.a exp(2a,d) . (3. 41)

This becomes an equality in the limit of zero
damping, right at the surface polariton poles. In
the weak-damping limit, we make little error by
presuming it to be an equality.

If we use Eq. (3.41) to rearrange the quantities
in curly brackets, and we define

r=>b_/b, , (3. 42)

then in the “pole approximation” defined by treat-
ing Eq. (3.41) as an equality, and disregarding the
imaginary part of 7,

Ql? -2a1d btao
S =
08 ee(aR) Q€ € d(Qu, Q)

d . z caqz
x f dz e 2F5 (™Y 4y o1 (3.43)
0

When the form for 88(Ak) displayed in Eq. (3.43)
is inserted into the expressions for the scattering
efficiencies given in Eqs. (3.20a) and (3. 20b),
then simple and workable expressions for the scat-
tering efficiencies from the surface polaritons fol-
low. It is straightforward to generate expressions
for the scattering efficiencies for other film geom-
etries [i.e., for a film with a (111) surface, for
example|. It must be kept in mind that results
such as these are valid in the weak damping limit,
since it is only then that the surface polariton
piece can be extracted from the total response
function.

We conclude with some remarks about the ap-
proximate result for 88 ,,(Ak) displayed in Eq.
(3.43).

In a language appropriate to quantum-mechanical
perturbation theory, the factor

a 2
-iAkz, +0QqZ ~aqz
J- dze (e Ly e1")
0

is equivalent to the matrix element of the wave
function of the excitation created in the scattering
process (the surface polariton) between the initial
and final photon states. Our formula is written
with the surface polariton wave function normal-
ized so that the piece proportional to exp(a,z) has
coefficient unity.

The only difference between the forward and

back scattering intensities [other than the trans-
mission factors in Egs. (3.20)] occur in the ef-
fective matrix element just described. For for-
ward scattering we have

AR =R — { | (3.44a)
while for back scattering
Ak =—R{® — R, (3.44b)

As discussed above, and in quantitative detail in
our earlier work,® for GaAs under the conditions
relevant to the experiments of the Ushioda group,
we have

KO R K =)

with the result that the surface polariton intensity
is very weak in back scattering.

Notice that in forward scattering, the imaginary
part of Ak is the difference between the imaginary
part of £{” and that of £{®. This result, expected
on physical grounds, 2 emerges naturally from the
present approach,

The analogues of the phonon strength functions
which enter the description of Raman scattering
from bulk polaritons?! are contained in the residue
of the function a,b,/d(Q,R) at the surface polariton
poles. We could extract analytic expressions for
these quantities from the approximate form for
68,.(Ak), but the resulting expressions are com-
plex in form. Indeed, it is easiest to work direct-
ly with Eq. (3.43) rather than with the expressions
valid in the no-damping limit.

We conclude this subsection with a comment on
the behavior of 68,,(Ak) in the limit as the film
thickness - «, and the surface polaritons become
well localized to the film-vacuum and film-sub-
strate interfaces.

First, let the film thickness d —«, and consider
scattering from the surface polariton localized on
the film-vacuum interface. We then have

b+a; /d(Qu ’ Q) -a, /a- 5

while the integral is dominated by the contribution
from the term e**!*, Then for the surface mode at
the film-vacuum interface, as d—«, we have®

65"(Ak) - - anl (al - a0€L> exP[ - ld(Ak - aAk*)] .
1€1 \0 + Qg€ | Ak +ia,|
(3.45)
As d—=, the dispersion relation of the film-
substrate surface polariton becomes b, =0 in the
present notation. Then as d—«, -, and the
contribution from the substrate-film surface po-
lariton comes from the term in the wave function
proportional to »exp(— @,z). If we keep only this
term and disregard the contribution from the upper
limit as d becomes large, we find for large d the
contribution from the surface polariton localized at
the film-substate interface is
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_ & a 2 1
58 (AR)=— ae 72 exp( - 2a,d) Tak—ia,
o9 (o -€ap) 1

1€y (€201 +€105) | Ak — iy |® (3.46)
These remarks conclude our subsection of the
contribution to the Raman spectrum from the sur-
face polaritons, in the weak damping limit. We see

that for large d, the spectrum consists of a line
from the mode localized near the film-vacuum in-
terface, and a second line from the mode localized
near the film substrate interface.

B. Contribution to volume LO phonon peak from 88, (Ak)

As we remarked earlier, when the spectrum of
scattered light from the film is examined, one
finds not only the new features associated with the
surface polariton, but in addition the intensities of
the volume LO phonon and TO polariton lines are
size dependent. The physical origin of these ef-
fects is the modification of the eigenfunctions as-
sociated with the bulk excitations by the electro-
magnetic boundary conditions at the interfaces.
For example, in the case of LO phonons in an iso-
tropic, lossless dielectric slab, it is simple to
show?® that these boundary conditions require the
tangential component of the electric field set up by
the mode to vanish at the interface, while the nor-
mal component approaches the interface with zero
slope. Because of the influence of these boundary
conditions, the contribution to the LO phonons to
the electric field fluctuations are influenced by the
boundaries, with the consequence that the intensity
of the LO phonon Raman line becomes size depen-
dent.

These size-dependent effects which arise from
the influence of the boundary conditions are con-
tained in the contribution &$,,(Ak) displayed in Eq.
(3.27). In this subsection, we isolate the size de-
pendent corrections to the LO phonon line intensity,
in the spirit of the small-damping approximation
used in Sec. IITA.

When the damping is small, and the frequency
transfer §2 lies near the LO phonon frequency of
the film, then €,(R) becomes very small, while all
other quantities remain finite. Then with €,(RQ)
near zero, we have

Ky =—1Qy , (3.47)
and furthermore we have

A" = (1/2¢€)) exp(ikgd — 0Qd) , (3.48a)

CM=(1/2¢,)€,/2¢, (3. 48D)
and also
Wi(Qi, Q) = (Q2€,/c2Que,) e ¥ sinh(Q,d) . (3.48¢)

Even with these simplifications, the form assumed

by 88,.(Ak) is reasonably complex. As a conse-
quence, we present results for two limits where
the results become simple:

1. Limit Q\d >> 1 (thick-film limit)

Here we find

N 1 QuAk*
6 Su(Ak) == El(Q) ((Ak* + iQu)(Ak* - iQu))
1 expli(Ak* - Ak)d]
X(Ak—iQn * Ak+1Q, ) - (3.49)

The first term in Eq. (3.49) has its origin in the
modification of the LO phonon contribution to the
electric field fluctuations near the film-substrate
interface at z=0, and the second term comes from
the film-vacuum interface at z=d.

If the film is perfectly transparent to the incident
radiation (then Ak =Ak*), the contribution to the LO
phonon line intensity from Eq. (3.50) is indepen-
dent of d, while that from §}7’(Ak) increases lin-
early with d. In general, however, the correction
from 08 _,(Ak) is size dependent.

2. Limit Q,d << I (thin-film limit)
Here we find for £ near the LO phonon frequency
638,.(ak)

d 4| Akt

_ sin(3Akd) | 2
T Q) 1Q2+ (AR

Akd

(3. 50)

Once again we have a size-dependent correction to
the LO phonon intensity.

In this section, we have applied our general
Green’s-function theory of Raman scattering from
films to a description of the spectrum for scatter-
ing from a particular film geometry, either near
the forward direction, or very near the specular
direction in back scattering. We have tried to il-
lustrate the main effects that arise from the finite
thickness of the film by examining selected fea-
tures of the Raman spectrum in the limit of small
damping. There are two effects that one encoun-
ters: new lines associated with scattering from
surface polaritons arise in the spectrum, while
the cross section for scattering from volume LO
phonons and also from volume TO polaritons (we
did not discuss this case here) become size de-
pendent.

When @,d is comparable to unity, one encounters
“guided volume modes” for the structure consid-
ered here, in frequency regions where the real
part of €,(R) is positive. These modes have fields
which vary like a linear combination of cos(Q,z)
and sin(Q,z), where the values assumed by @, are
quantized, with adjacent values separated by AQ,
~n/d. These guided modes also have fields local-
ized to the near vicinity of the film, i.e., the
fields in the vacuum decay to zero exponentially as
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one moves away from the film, and into the sub-
strate. These modes in principle may contribute
structure to the Raman spectrum, and a descrip-
tion of this structure is contained in the present
treatment. However, we reserve discussion of
these modes to a future publication.

It is a straightforward matter to calculate the
full expression for §.(Ak) numerically, once the
dielectric constant of the film and substrate, as
well as the frequency of the incident radiation is
known. One may then obtain calculated spectra
with invoking the weak damping assumption used
liberally here. In Sec. IV, we present examples
of such calculations.

IV. NUMERICAL STUDIES OF SPECTRUM

In Sec. III, we examined the structure of $,,(Ak)
by analytic methods, under the assumption that in
the film the damping of the polaritons may be pre-
sumed sufficiently weak that the various contribu-
tions to the Raman spectrum stand free as distinct
lines. As remarked earlier, in practice this as-
sumption is marginal. For example, the frequen-
cy of upper surface polariton branch lies close to
the frequency of the LO phonon in the structure
examined by Ushioda and co-workers, !¢ while as
the scattering angle is decreased to zero, the line
associated with the lower branch merges with that
from the volume TO polariton,* Under these cir-
cumstances, one should calculate the spectrum
from the full response function §,,(A%). This is in
fact a straightforward matter, since the full form
of $(Ak) is given by a simple algebraic expression.
Indeed, it is no less complicated to study the full
function §,,(Ak) than the various pieces pulled out
of the full spectral density in the discussion of Sec.
III. We also present calculations of Im{s,,(Ak)},
where

A, QiR z2')

92
= ;rm[Ei(Quﬂ | 2)E{Qu%| 2')

x6(z - 2') + E{(@Q| 2)EUQuR| 2')6(2" - 2|] .
(4.1)

From a physical point of view, Im{$(AR)} rep-
resents the contribution to the Raman spectrum
from thermal fluctuations in the atomic displace-
ments and the electric field fluctuations normal to
the film surfaces, while Im{s,,(A%)} describes the
contribution from fluctuations parallel to the film
surfaces. The Raman spectrum from a perfect
crystalline films will contain in addition contribu-
tions from cross-correlation functions s,.(Ak) and
S (AR).

All of the quantities which appear in the general
expressions are readily computed from information
available in the literature. Values for the complex
index of refraction of GaAs at the 4880-A line are
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quoted in the paper by Evans et al.,® and the pa-
rameters which enter the infrared dielectric con-
stant have been given by McWhorter and Mooradi-
an.? We have taken the dielectric constant of the
sapphire substrate to be purely real, and equal to
10. We also require the magnitude and sign of the
ratio 4nne*b/€.@ to compute the frequency depen-
dence of the effective electro-optic coefficient 5(f)
defined in Eq. (3.4). We take this ratio to have
the value — 0.3, as in our previous work.®

Finally, we have the variables related to the
kinematics of the scattering process. For example,

Q= (ws/c) sinf = (wo/c)e ’ (4.2)

where 6 is the angle made by the wave vector of
the scattered radiation and the normal to the film
surface, and the last statement is valid for small
scattering angles, with incident radiation in the
visible. Note that 0 is the scattering angle mea-
sured outside the film. This seems to us the nat-
ural variable to use in describing the spectrum.
In the papers by Ushioda and co-workers, 18 their
angle ¥ is the scattering angle inside the film, re-
lated to 6 by Snell’s law. When our computed spec-
tra are compared to their data, one must realize
that 6=24.47,

For small-angle forward scattering through the
film,

k(Y =k® + AL, 4.3)
where
RO [ Q €, (w,)
=4 —d {2 I\Wol 1,2
Ak=% €,(w0)<wo€’(w°)+g ™ F30 ), (4.4)

where the upper sign is used for the anti-Stokes
spectrum, and the lower sign for the Stokes side.
All the calculations reported below are of the shape
of the Stokes spectrum, and we have ignored the
influence of the (9¢,/8w) term of Eq. (4.4).

The quantities displayed in the figures discussed
below are f,.(6, Q) and f,.(6, Q), where

bQ) |21

=5 | mIm{saamr}, (4.5)

fxx(gy Q) =

with a similar definition of f,(6, Q).

In Fig. 4, we show f,, and f,, for the scattering
angle 6=30°, for forward scattering. In both spec-
tra, the bulk TO phonon and LO phonon peaks are
clearly visible. In addition, in both spectra one
sees a clear, well defined line from the lower sur-
face polariton branch centered slightly above
1.04wqo. In addition, the contribution to f,, near
the LO phonon frequency (wyo=1.085w.o) is dis-
torted toward the low-frequency side. This comes
about because the upper surface polariton branch
lies close to, but just below w;o. The peak near
1. 08wy, contains contributions from both the bulk
LO phonon, and the upper surface polariton branch,
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FIG. 4. Contributions for (a) f,, and (b) f,, to the
Raman spectrum of 4880-A radiation forward scattered
through a 2500-A film of GaAs placed on a sapphire sub-
strate, The scattering angle has been taken to be 30°,
and the film thickness 2500 A,

and the two peaks overlap. Here one appreciates
the use of the complete response function to gen-
erate the spectrum, since the two modes do not
contribute distinct lines to the spectrum, but over-
lap strongly. We note that Prieur and Ushioda'®
have observed such distorted lines near the LO
phonon frequency in their study of a GaAs film on
a sapphire substrate. By comparing the forward
and back scattering spectra, they were able to ex-
tract information about the frequency of the upper
mode from the data.

As one moves to smaller scattering angles, thedom-
inate contribution to the prominent peak in the spec-
trum from the lower surface polariton branch comes
from f,.(6, Q). Asthescattering angle decreases,
the frequency of the lower branch approaches wqo,
and the strength of f,.(8, ) becomes concentrated
around wre. This is illustrated in Figs. 5(a) and
6(a), where f,.(6, Q) is plotted for §=10° and 6
=3.5°. One clearly sees the lower branch de-
crease in intensity and merge with the TO phonon
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peak, while at the same time the contribution from
fxx(6, ) to the structure near w; o becomes very
small.

In Figs. 5(b) and 6(b) we show the behavior of
fee(6, Q) for 6=3.5° and 6=10°. One sees that as
the scattering angle decreases, there is very little
contribution to the intensity of the peak from the
lower surface polariton branch from fluctuations
normal to the surface. The strength of f,(6, ) is
concentrated near wgg and wp o at these small an-
gles.

As we remarked earlier, to compute the com-
plete Raman spectrum of a crystalline film, we
require additional spectral functions f;,(6, Q) for
i#j, i.e., functions such as f,,.(9, ). These are
readily constructed from the general Green’s func-
tions. The GaAs film employed in the experiments
of Ushioda and co-workers, however, are surely
polycrystalline in nature.?® Thus, to form a com-
plete expression for the Raman cross section, we
would have to perform an average over the orienta-

fxx FOR 8=10°

L 1 I 1 1 ] 1 r 1 i 1 1
0.98 1.00 1.02 1.04 .06 1.08 110
UJ/(IJTO
16T b
f22 FOR 6=10°

[ 1 " 1 1 1 1 1 4 1 1 1
0.98 1.00 1.02 1.04 1.06 1.08 .10
w /(l)To
FIG. 5. Contributions from (a) f, and () f,, to the

Raman spectrum of 4880-A radiation forward scattered

through a 2500-A film of GaAs placed on a sapphire sub-
strateA. The scattering angle is 20°, and the film thickness
2500 A,
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fyx FOR 8 =3,5°

1 1 1 1 1 1

A 1 n -
0.98 1.00 1.02 1.04 1.06 1.08 110

fzz FOR 68 = 3.5°

098 1LOO 102 104 106 108 LIO
w/Wrg

FIG. 6, Contribution from (a) f,, and (b) f,, to the
Raman spectrum of 4880-A radiation forward scattered
through a 2500-a film of GaAs placed on a sapphire sub-
strate. The scattering angle is 3. 5° and the film thick-
ness 2500 &,

tion of the crystal axes. Since both f,,(6, 2) and
fe(6, ) are both positive definite functions, they
will appear in the final expression for the cross
section preceded by weight factors that depend on
the nature of the film. The off-diagonal functions
fi;(6, Q) can be both positive or negative, and de-
scribe scattering from correlations between the
fluctuations parallel and normal to the film sur-
face. It is not unreasonable to suppose that in a
polycrystalline film, these contributions are less
important than f,.(6, Q) and f,.(6, ). Thus, we
shall make a crude representation of the forward
scattering Raman spectrum by simply superimpos-
ing f,.(6, Q) and f,.(6, ). In fact, we get a reason-
ably good representation of the LO/TO ratio by
simply adding together f,.(6, ) and f,.(6, 2) with
equal weight.

In Fig. 7, again for near forward scattering, we
show the Raman spectrum for the film generated
by the procedure described in the preceding para-

graphs. The results are strikingly similar to those

displayed in Fig. 1 of the paper by Evans, Ushioda,
and McMullen.” Such a simple procedure is not
quantitatively correct. For example, in the figure,
the theoretical ratio between the height of the bulk
TO phonon peak and that produced by the lower sur-
face polariton branch is about %, where the experi-
mental value is about 3. Our earlier paper® paid
careful attention to the quantitative details, and
provided calculated results in excellent accord
with the data. Despite the oversimplified method
of constructing the theoretical spectra displayed

in Fig. 7, the correspondence with the data is

very good. There is only one adjustable parame-
ter in this calculation, and that is the ratio of the
admixture of f,, and f,,.

In our previous paper, and in the discussion
above, we showed the reason why the surface po-
lariton peak was absent in the back scattering spec-
trum, while it is present as a strong and clear
feature in a forward scattering measurement. To
illustrate this point again, we present in Fig. 8 a
calculation of the Raman spectrum of 4880 A back
scattered from our model slab. This spectrum
was constructed by means of the approximate pro-
cedure employed to construct the spectra displayed
in Fig. 7. There is no hint of structure from sur-
face polaritons in the spectra, as our earlier argu-

§=35°

g=45°

g-6°

8=10°

8=30°

A A 1 1 e i " 1 A 1
0.98 .00 1.02 .04 1.06 1.08 1l
w/Wro

FIG. 7. Raman spectrum for a 2500-A GaAs film on a
sapphire substrate constructed from f(6,2) and f,(6, Q),

as described in the text. Several scattering angles 6
have been used.
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BACKSCATTERING SPECTRUM

fxx * fzz

1 1 1 I 1 . 1 n 1 1 1
0.98 1.00 1.02 1.04 1.06 1.08 110
w/Wro

FIG. 8. A theoretical calculation of the back scatter-
ing spectrum fromathin film (2500 & thick) of GaAs as
a sapphire substrate.

ments predict. We have estimated that for both
surface polariton branches, the integrated intensity
of the surface polariton contributions to the back
scattering spectrum should be smaller by roughly
two orders of magnitude compared to their strength
in the forward scattering spectrum. When it is
realized that this small scattering intensity is
spread over a frequency interval with width com-
parable to the surface polariton feature in Fig. 7,
then one expects no perceptible structure from
surface polaritons in the back scattering spectrum,
as Fig. 8 shows.

Notice also that if the scales of the vertical axes
in Fig. 7 are compared with that in Fig. 8, one
sees the back scattering spectrum is much more
intense than the forward scattering spectrum. The
physical origin of this is simply absorption of the
incident and scattered radiation. In back scatter-
ing, the interaction may take place entirely within
the skin depth.

The calculations presented here offer consider-
able insight into the nature and frequency distribu-
tion of the fluctuations responsible for the spectra
reported by Ushioda and co-workers. While our
method of producing the Raman spectrum is a bit
oversimplified, the calculations produce spectra
quite close to the observed spectra, with only one
adjustable parameter.

We wish to conclude with the remark that the
numerical calculations required to generate the
spectra displayed above are extremely easy to
carry out. All that is involved is a computer eval-
uation of a straightforward, although somewhat
lengthy algebraic expression. We hope the theo-
retical structure developed in this paper is com-
plete enough to enable more information to be ex-
tracted in future experimental Raman studies of
size effects and surface polaritons in planar geom-
etries.

APPENDIX A: FORM OF ELECTROMAGNETIC GREEN’S
FUNCTIONS D,,,(%X";w0) FOR PRESENT GEOMETRY

As remarked in the text, a derivation of the
form of these Green’s functions is presented in
Ref. 8. Here we simply quote the results.

We write

2 Y .
D, (X% w)=f %‘r et g (Kaw|2z'), (A1)

where X, and X/, are projections of X and X’ on the
xy plane. We introduce a matrix S(k,) defined by

k, Rk, O
- 1
Skky) = =\~ ky k, O ’ (A2)
1
0 0 k&,
and write
d, ,,(E.,w| zz")
= Z Surv (Ryw | ZZ')SH:H(E")S,,',,(E") . (A3)

wovt

This operation rotates the coordinate system, so
guu(kywl 22") is the function dyu,(K,w| 22’) calculated
in a coordinate system with K, directed along the
X axis.

We have

Guy(kuw| 22') = g, (Ryw| 22')=0
for p=xor 2. (A4)

The remaining five elements of g, ,(k,w| z2’) are
expressed compactly in terms of two fields
E’(kyw| 2) and E<(k,w| 2). To define these fields,
we introduce the quantities

ko=[(w+in)?/c® - k]2,  Im(kg)>0, (A5)

Ryp=[(w?/c?)ey,, - RE]Y2, Im(ky,,)<0.  (AB)
In Eq. (A5), the limit n— 0+ is implied. Careful
attention must be paid to the sign conventions in
Eq. (A5) and Eq. (A6) when the results below and
in the text are utilized.

We now define the fields

g e+{kot ,
ik1z =ik
E;(k,,w|z)=2Af“e 12, AW ke

ikox -ikoe
Bfl-)e 2 +Bf”e 2 .

z>d,
0<z<d, (A7)

z<0,

iky ik
D e L DM e 1 254,

ES(hyw|2)= {CW ™y cM ™™ | 05254, (AB)

ik
e 2‘: Z<0’
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E;(kuwl 2)
(- (ko/ku)eikot z>d ,
= (g /R)AD e A M) 0<z<d,
2 _ (kz/k..)(B:")eikz‘— Bin)e-ikzz), 2<0 ,
(A9)
S eikoz’ 2>d ,
Ei(kuwlZ):‘ Aill)eik1‘+Afu)e-ik1‘, 0<z<d ,
B,E”)eikzz+BE")e-ikzz, 2<0.
(A10)
E;(kuwl 2)
(= (ky/R (DM & — D %) z>a
=4 = (kl/k”)(ci“) eiklg - Cf”) e.'“zlz) ) 0 < Z<d’
Z “(kz/kn)eikaz, z<0,
(A11)

and finally

ikgz =ik
/ Df"’e’ 0 +D_‘”)e i 0:, Z>d,

Eﬁ(k..wlz)=?c:“>e"’*1‘+cf“’e‘“’1‘, 0<z<d, (A12)

ik
e’ z2<0.

In these expressions, with o=+ or —, we have

AP =11 o kg /By) e (A13)
AL =4 (1 /e 4 oky/Ry) 7R a14)
BY) =1 ™ [(1 + o by /Ry) cOS(feyd)

— i(ky /by + 0 Ry /Ry) sin(kyd)) (A15)

BM =1 e [(1/€,+ 0 ky/Ry) cos(Byd)
—i(ko€, /k1€s+ TRy /€1 ky) sin(kyd)],  (A16)

C¥ =41 +0ky/ky), (A17)
CiV =3(€x/ €+ 0ky /Ry),
D =4 & [(1 + 0 ky /g) cOS(Byd)

+i(ky /Ry + 0 ky /) sin(kyd)], (A18)

D" =1L "% [(e, + 0 by /Ry) cOS(Ryd)
+i(€ky /Ry + TRi€y /Ro€,) sin(kyd)] . (A19)
We require two more quantities before we may
write down expressions for the nonzero elements
of guu(knwl z2z'):

W, (kyw) = (e

/Rky)[(R2 = Ryky) sin(k,d)
+1i(kg — ky)ky cos(kyd)], (A20)
Wyl w) = (wPkg /ic?k2) %% [(€, — Ry /y) cOS (Ryd)

+i(€ Ry /Ry — €k /€ Ry) sin(kyd)] .
(A21)
In term of the quantities define above, we have
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gyy(kllwl zz')
= [477/ Wl(kllw)] [E;(kuw\ Z)E§(kuw{ z")

x6(z - 2') + ES(kyw| 2)E(kyw| 2)8(2" = 2)] ,
(A22)
Ze(Pyw]| 22")

= [477/ "Vn(kn“-’)] [E;(kuw] Z)Ei(ku‘-‘)| 2')

x0(z - 2')+ E(kyw| 2) E(Ryw| 2)6(2" = 2)] ,
(A23)
g“(k.,w{ zz')

= [411/W“(k“0))] [E:(knw l Z)E:(kuw' 2')

x6(z - 2') + E{(kyw| 2) E(kyw| 2')6(2" = 2)] ,
(A24)
gxg(kllw| zz")

== [417/ W..(k.,w)] [E;(kuwl Z)E:(kuw| 2')

x0(z - 2') + E{kyw| 2)E Y Ryw| 2")6(2" = 2)] ,
(A25)
ey | 22)

=[4nc?/ we(z, w)]6(z — 2')
- [41/ Wik, W] [E3(Ruw| 2)E{(Ry] 2')

x60(z - 2') + E{(kyw | 2)E Y kyw | 2)6(2" - 2)] .
(A26)

In Eq. (A26), €(z, w) is the frequency-dependent
dielectric constant of the three-layer structure,
i.e., the coefficient of §,, in Eq. (2.1) of the text.
As remarked earlier, the elements of g,,(k,wlzz’)
not displayed explicitly in Eqs. (A22)-(A26) van-
ish identically.

APPENDIX B: RELATION BETWEEN SPECTRAL DENSITY
FUNCTION AND GREEN’S FUNCTIONS OF
ELECTROMAGNETIC SCATTERING THEORY

The relationship between the spectral density as-
sociated with fluctuations of the electromagnetic
field, and the Green’s functions of the scattering
theory of classical electromagnetic waves has been
discussed and utilized in Chap. 6 of the well known
text of Abrikosov, Gorkov, and Dzyaloshinskii.!*
As a consequence, the description we present here
is somewhat schematic.

From Eq. (2.16) of the text we have

[1+72(2)]D;;(Qi; 22")

- [armare™ S, w2, 08402, 0)
(B1)
We regard g(?{, t) as the electric field operator
in the Heisenberg representation, where the Ham-
iltonian describes the electromagnetic field and
its interaction with matter. Then if Z is the par-
tition function of the system at temperature 7,
with 8 =1/k,T one may obtain the spectral repre-
sentation
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(1 +7(2)]D;,@Q%; 22') = 27" Z ePEnd(Q + W, )

fd"‘Q etar x“(nl5,(x..z)|m><w4 8,(02")|ny .
(B2)
In this expression, é’(}?) is 8(?(, 0), the Heisenberg
operator & (%, {) evaluated at =0, E, is the energy
of eigenstate |»n), and w,,=E,~ E,. The electric
field is related to the vector potential in the gauge
where ¢ =0

|-
2|8y

§=- , (B3)

so in terms of the vector potential one may write

Z e #En (R + w, )
fdax e x”(nIAi(x..z)‘m)(m“ A0, 2')|m) .
(B4)

[1+2(R)]D;;(@Qu0; 22") =

Now examine the retarded Green’s function

DMEX;t-1")==0(t = t'X[A(X, 1), A& )] .
(B5)
We introduce the Fourier transform with respect
to time

. dQ it -
DY(X®; t—t’)=f2—ﬂe REDpWER Q) (B6)

and then transform out the coordinate dependence
parallel to the surface:

D” (Q"Q zz') = fdzx” 'Qn (xu"xu)D(A)(*')‘(l Q). (B7)

By comparing the spectral representation of
D4 ’(Q.,Q zz') with that of D“(Q,.Q zz') one may
establish the identity

5[)“(6"9; zz2') = (Qa/icz)[Dio})(éu, Q - in; z2')
- D Qe +in; 22)] . (B8)

In their discussion, Abrikosov, Gorkov, and
Dzyaloshinskii demonstrate that D““ XX'; Q) obeys
the differential equation (for a planar geometry)

o[- (TXTX), 4 (2 cHe(z, 2)0,, DIV (E R ; Q)
3
=47T6“6(§—§I) . (BQ)
This equation is identical to Eq. (2. 4) of the text.
Furthermore, D{4’(X%’; Q) obeys the same bound-

ary condition as the Green’s function of the classi-
cal scattering theory. Thus, the two functions are
identical and Eqs. (B8) and (2.18) of the text are
identical.

APPENDIX C: USEFUL RELATION BETWEEN
2;(Q, .2 - inlzz') AND g;;(Q, Q +in| zz')

In the appendix of Ref. 8, the functions of
:;(Qu, Q; 22') are constructed as solutions to a
certain set of differential equations. If we keep
track of the frequency variable €2, then when Q
lies just above the real axis, in these differential
equations,

€,2(R+in) = €{7) + iefi) (C1)

and when @ lies just below the real axis,
€,(0-in) =€{T) —iell) (c2)

where €{!}>0. Thus we have
€,2(2 - ) =eX(Q+im) . (C3)

Now the solution for g;,(é.,ﬂ+ inl zz’) must have
a form identical to the functions in Appendix A,
and so must g”(é.lﬂ —inlzz'). Inone case k; and
k, are calculated with €,(2 +¢n) and €,(Q2 +in) and
k, is given by Eq. (A5) with w+in replaced by £
+in. In the second case, these same quantities
are to be computed with @ - in. In both cases, we
are to choose

Im(ky) >0, (C4)
Im(k,,,) <0 . (C5)

By examining the position of the roots in the
complex plane, one shows that the conditions in
Egs. (C4) and (C5) require

ko(Q = im) = = kg(Q +im) , (Ce)
Ry, o(Q —in) = = kE o(Q+in) . (cmn

If these relations are used in the explicit forms
for the Green’s functions given in Appendix A, then
one may establish the identity

2:,@Qu, Q+in|22') =g;(Q, @ —in|2’2)*.  (C8)

This relation is extremely useful in constructing
the spectral density D;;(Q,%; z2’) defined in Eq.
(2.18) of the text.
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