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The effect of a surface on electronic fluctuations in anisotropic metals is studied theoretically. The
Coulomb interaction of the electron-hole excitations is taken into account self-consistently. A system
consisting of the Boltzmann equation for electronic fluctuations and the Maxwell equations for the
interaction field is solved with appropriate boundary conditions. The cross section of inelastic light
scattering is calculated. The scattered light observed out of the metal is a result of the collective
electron interaction with radiation inside the metal. The scattering cross section consists of the bulk
contribution of electron-hole pairs and plasmons, which differs from the scattering by an infinite
metal only in the effect of the penetration of radiation in the skin layer. The surface contribution
to the cross section is attributed to the electromagnetic excitations of the nonradiative into-vacuum
surface plasmons (the sharp peak) and the radiative surface plasmons (the continuum with a peak).

I. INTRODUCTION

Inelastic light scattering is a known method for exper-
imental studies of electronic fluctuations. Recently, the
inelastic electronic light scattering has been observed!—5
in various high-temperature superconductors (HTSC'’s)
in order to determine the superconducting energy gap
A. It has been found out that there is a peculiarity ap-
pearing below the temperature of the superconducting
transition at a low frequency transfer w ~ 2A ~ 200-
400 cm~!. However, more surprising is the fact that at
a larger frequency transfer, i.e., w ~ 102-10* cm™1!, the
cross section depends neither on w nor on temperature;
on this background there are phonon peaks which are not
considered here. The flat Raman continuum exists also
in rare-earth metals.® According to theory the electronic
contribution to the inelastic light scattering should di-
minish with increasing w. In a pure superconductor or a
normal metal”-® this occurs at w > v/§ ~ 10-100 cm™!
if A< v/6and at w > A if A > v/é (see Ref. 9), where
§ is the skin depth and v is the Fermi velocity. In a dirty
metal the cross section decreases'®!! at w > 771 if the
scattering rate 7~! > A. The estimation of 7 based on
various experimental data for HTSC’s (see, e.g., Ref. 12)
gives 771 ~ 1013-10'% 57! ~ 102-10® cm™! for tempera-
ture T ~ 100 K. Thus we should like to find a collisionless
mechanism of such nondecreasing behavior in the range
w ~ 103-10% cm™!, where the superconducting proper-
ties are not essential. The normal properties of the high-
temperature superconductors have been the most basic
problems of theoretical and experimental research.

We note that the abnormal behavior of the cross
section at large frequencies is explained by nesting on
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the Fermi surface!® and by the strong electron-phonon
interaction.!* In Ref. 15 a conclusion has been made that
the Raman continuum is unlikely to come from conduc-
tion electrons because it is observed also in the insulating
phases.

The metal surface was ignored in the above mentioned
papers. However, the typical distances of fluctuations in
the optical frequency range are of the order of the skin
depth. For such distances the presence of a surface is
especially significant, because specified excitations exist
nearby. A contribution of the surface excitations arises
in the observable quantities.

A large number of papers has been devoted to the sur-
face excitations in the electron system. The historical
background of the field is given in a recent review!® in
the context of electron energy loss spectroscopy. Several
review articles have been published in Ref. 17.

In this paper we focus on the effect of the surface in
Raman light scattering, taking into account the electron-
electron interaction. We shall see that the bulk and sur-
face plasmons may play an important role apart from the
electron-hole excitations. So far as the plasmon disper-
sion is concerned, our treatment differs from the known
theories in accounting for the anisotropy of the electron
properties. We are interested in high-frequency trans-
fer 77! <« w and low-momentum transfer k ~ w,/c K
pF (wp is the plasma frequency, pr is the Fermi momen-
tum). For such transfers the dispersion of the surface
plasmons is important. Therefore the retardation of the
Coulomb interaction should be included. Apart from
that we can use the Boltzmann equation in dealing with
the fluctuations.
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The plan of this paper is as follows. In Sec. II we
calculate the modified density-density correlation func-
tion in terms of the generalized susceptibility by applying
the general fluctuation-dissipation theorem. The gener-
alized susceptibility is calculated taking into considera-
tion the electron-electron interaction which is described
by the Maxwell equations. In order to find the gener-
alized susceptibility we will use the Boltzmann kinetic
equation in the collisionless limit, including the scatter-
ing rate only for the estimation of the peak width. On
the electromagnetic field and the kinetic equation we ap-
ply the appropriate boundary conditions leading to all
the surface effects considered in this paper. The integral
of the correlation function describing the inelastic light
scattering cross section is obtained taking into account
the distribution of the incident and scattered light in the
metal (the connection between this integral and the Ra-
man cross section is given in the Appendix). In Sec. III
the bulk and surface electronic fluctuations are found.
In Sec. IV the contributions of the electron-hole excita-
tions, the bulk plasmons, and the surface nonradiative
and radiative plasmons to the Raman cross section are
discussed.

II. THEORETICAL FRAMEWORK
We calculate the density-density correlation function
K‘Y‘W(r’ t; r,’t,) = (0ny- (l‘,t)(sn.y(l", t,)>» (1)

where the density fluctuation

5ry (1, 2) = / (—‘j#v(p)afp(r,t) (2)

is modified by the vertex factor v(p), and d fp(r, ) is the
nonequilibrium part of the electron distribution function.
The correlation function (1) determines the cross section
of the inelastic light scattering. The factor

5up i L Z( PinP3s

v(p) = el

(P) — €n(pP) + w

it )] ®

€1(P) — en(p) — w()

in the framework of band theory represents a sum of two
Feynman diagrams describing the light scattering.!® The
first one is quadratic in the vector potential A in the
Hamiltonian and is taken in the first order of perturba-
tion theory. The second one is calculated in the second
order of perturbation theory on the term linear in A in
the Hamiltonian. The subscript f denotes the index of
the band in which the carriers exist, the transitions hap-
pen into any band n, ps, is the electron momentum ma-
trix element, m is the electron mass, and w* and w()
are the frequencies of the incident and scattered light,
respectively. In the expression (3) the light momentum
is neglected in comparison with the electron momentum.

For the infinite space e(*), e(*) are the polarization vec-
tors of the incident and scattered light, and the correla-
tion function (1) depends on the differences r —r', ¢ — .
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Hence the Fourier component of the correlation function
is directly related to the cross section of the inelastic
light scattering. However, if metal occupies the z > 0
half space, the electrodynamic problem should be solved
to connect the incident (scattered) radiation in vacuum
(2 < 0) with the incident (scattered) radiation in metal.
As shown in the Appendix [see (A14) and Ref. 19], the
cross section is expressed by an integral over z and 2’ of
two functions. One of them is U*(ks, z;w)U (k,, 2’5 w),
determined by the distribution of the incident A() and
scattered A(®) fields in the metal:

AD(r,t)A®) (r,t) < U(r,1)

= U(k,, z; w) exp[i(kss — wt)], (4)

where Ul(k,, z;w) is given by (A16) and (A1l7), w =
w® — w® and k, = ki — k{*) are the frequency and
momentum transfers, respectively. The second function
is the Fourier transform K. .(ks, z,2’;w) of (1) with re-
spect to spatial coordinates, parallel to the surface s — s’
and with respect to time t—#'. We get the parameters e(¥)
and e(*) which are complex and given by (A15). The fac-
tor v(p) could be complex also, since the damping for the
intermediate states can be included in the denominator
of the expression (3). The specific form of y(p) does not
play any important role because its dependence on the
momentum transfer is not essential for our calculations.

In order to calculate the Fourier transform of the cor-
relation function (1), we apply the general fluctuation-
dissipation theorem,

2

Koyuy(ke, 2,2'50) = T(‘W/T)

Im a(k,, 2, 2';w),

(5)

where « is the generalized susceptibility in an external
field U(ks, z;w) (4), h =kp =1, and

d3
(074« (ks, 2;w)) = 2/ @n)3
= —2/ dz' a(ks, 2,2’ ;w)U (ks, 2';w).
0
(6)
We calculate the nonequilibrium part of the electron
distribution function by using the kinetic equation
v 96 fp(r,w)
or

v (P) (6 fp (kzy 23 w))

— iwd fp(r,w)
= [iwy(P)U(r,w) — ev - E(r,w)] 3 df" (7)

where v is the electron velocity and fy is the nonﬂuctu—
ating part of the distribution function, which gives the
Fermi distribution function for electrons in the metal
after taking the statistical average. The electric field
E(r,w) represents the electron-electron interaction. For
a self-consistent determination of the field we apply the
Maxwell equation

rotrotE(r,w) — (%) D(r,w) = oz J(r w), (8)
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where the electric current density
. _ 2e 3
i00) = o [ v Sp(m0)), 9)

and Dq(r,w) = €QgEg(r,w), where €3 is the contribu-
tion of the filled bands.

To solve Egs. (7) and (8) we take the Fourier transform
with respect to spatial coordinates parallel to the sur-
face s (the z axis is directed along ks, ky=0): E(r,w) —
E(k;,z;w). Conservation of tangential components of
the electric and magnetic fields implies boundary condi-
tions at the surface z = 0 for the Maxwell equations (8).
We apply the boundary condition for the kinetic equation
(7) in the form of the specular reflection of electrons,

[6-fp(r’ “J)]v, >0 [5fP(r’w)]u, <0
(10)
6(psyvz > 0) = e(ps,vz < 0),

for z = 0. A more realistic boundary condition for the
distribution function (see Ref. 20) does not essentially
affect the final results.

We can use the even continuation in the z < 0 half
space for the component E,(k;, z;w) parallel to the sur-
face and for the field U(k.,2,w). For the perpendicular
component E,(k,,z;w) we apply the odd continuation.

The solution of the kinetic equation (7) has the form

o (k,w) = ——[ir(R)oU(k,w)

—ev-E(k,w)]%. (11)

One can immediately see that the expression (11) satisfies

the boundary condition (10) since

dk,
fpkerz = 0w) = [ G5y (ko)

(12)

and we can change the signs of v, and k, conserving the
value of the integral (12). We assume that the coordinate
planes described above are the symmetry planes of the
crystal. Hence y(p) does not vary if the component v,
changes its sign.

By using Eq. (11) we obtain the current density

Ja(k,w) = ook, w)Eg(k,w) + Ty (k,w)U(k,w), (13)
where
2ie? dS wvav
vasllow) = Gos | S ok (14)
2ew ds Vo
_ Ve ). 15
Fallow) = 2% [ 5 5@ (15)

Here the integration is taken over the Fermi surface, since
we assume T < €p.

Substituting (13) into the Maxwell equation (8), we
arrive at the equations determining the electric field in a
metal:
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2
(kz - w_2612:> EI - k:zszz
C

Ami .
= ::WUF;, — ZEHy(kz,Z = wa)a (16)
2 .
_kzszz + kz - w'_fzz Ez = 47rszFZ’ (17)
z 02 62
w2
(k: +k2 - z;fyy> E,
) dEy(kz,z = 0;
= ey, - 228 - 9 s
C z

where e,3(k,w) is linked to the conductivity tensor,

4m

Gag(k,w) = Goaﬂ + —w—aaﬁ(k, w). (19)
For simplicity, we assume that €,g has the diagonal form
in the coordinate system connected with the metal sur-
face plane (z,y) and the scattering plane (z,z) and we
omit in (16)—(18) the arguments k,w of E,,T'y, U, and
€af3-

Before the Fourier transformation (with respect to z)
the Maxwell equation (18) contains the second deriva-

tive —f;;Ey(kz,z;w). After the even continuation this
term reveals a d-like singularity at z = 0 and the
additional last term of the right side appears in the
Fourier transform (18). Also in the coordinate rep-
resentation of Eq. (16) the derivative term has the
form —di:;E,,(kz,z;w) + ikztiizEz(k:,z;w) and it gives
——2%Ez(kz,z = 0%;w) + 2tk  E,(kz,z = 0F;w) for the
Fourier transform (16). By means of the Maxwell equa-
tion one can see that the derivative term gives the mag-
netic field on the right side of (16).

We find the solution of the Maxwell equations (16) and
(17):

_AmiwU (k,w) 2w
E,= ZD(k.w) [(k: = €2z (k,w) | T, (k,w)

+k-k. T, (k, w)]

2%iwH, (ka, 05w w?

with

w? [ w2
D(k,w) = = (Fem(k’ w)e€z,(k,w)

—kif;,z (k, UJ) - kzezz (ky w)) ) (21)

and an analogous expression for E,. The axes of our
coordinate system are chosen along the crystal symmetry
axes and k, = 0; hence I'y(k,w) = 0 and E,(k,w) = 0
[see (15) and (18)].



50 SURFACE ELECTRONIC FLUCTUATIONS IN METALS AND . ..

In vacuum (z < 0) the electric field E,(k.,z;w) =
E.(ks,z = O;w)exp(—ig,z), ¢. = [(w/c)? — k2|3, and
the electric and magnetic fields are interrelated by the
expression

E (kz,z=0;w) = —squy(kz,z = O;w). (22)

The fields E,(k,, z;w) and Hy(kz, z;w) are continuous at
the surface z = 0. Hence by using the Fourier transform

E,(k,,,z:O;w):/dk E.(k,w)

and the formulas (20) and (22), we find
Hy(kz,z = 0;w)

2 -1
- %Il(k,,w) (zq—:3 + ZIg(kz,w)> , (23)

where

o= [ 0 -

+kk. I, (k, w)] , (24)

@ ek, w)) L. (k,w)

L(ke,w) = / ‘;’; D(l:,w) (k:— “c’—:ez,(k,w)). (25)

As long as the field H, (23) is known, we can find the
field E, (20) and calculate the generalized susceptibility

(6):

(1 (K 23 w)) = / "’2'; et I (K, w), (26)

ds __7*(p)
Tk, w) =2 f @Pvo—k-v
x [wy(p)U (k,w) + iev - E(k,w)], (27)
where E(k,w) is given by (20) and (23). As mentioned

above [see text before Eq. (4) and (A14)], we are inter-
ested in the integral

2 (k. =0, w)—2ﬁm/(2 )3v

where ¢ = A(®) + A(®) = ¢; + i(; [see (A10) and (A11)
with k, = 0].

The second term in the parentheses of the upper for-
mula in (32) becomes important at small absorption (;
of the incident and scattered light. The expression (32)
has the form of a wide maximum with a height given by

it (

~ Lt
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/ dz / dZ'U* (kz, 2;w)U (kg 2" 0) Koy (K 2, 2’5 w).
0 o
(28)

According to (5), (15), and (26), this integral is propor-
tional to

(ke w) = ~Im / %U‘ K, w) I (k, w). (29)

III. THE BULK AND SURFACE
CONTRIBUTIONS TO THE ELECTRONIC
FLUCTUATIONS

A. The bulk excitations

The first term of the expression (29) [see (27)] rep-
resents the bulk unscreened electron-hole fluctuations.
Separating the imaginary part we get this contribution,

dk,
Ea(knw) =2 [ 5 )2

x/(—;r%;h(p)ﬁk.ws(u-k-v). (30)

The imaginary part appears because w in (29) contains an
infinitesimally small imaginary quantity. An expression
similar to (30) has been obtained for superconductors by
applying the Green function method in Ref. 7 (see also
Ref. 8).

The integral over the Fermi surface in (30) differs from
zero if w < max(k - v) on the Fermi surface. If w < kv,

| G h @) P —k-v)

—lv(p)lzv*&(u /(2 , (31)

where u = cos(k, v), and the bar denotes averaging over
the Fermi surface,

2= [ Gmee® ( (‘2%)_

For normal incidence and scattering by using (A17) we
obtain the following asymptotic form of (30):

w [}

In v 4 1ﬁ) for v[¢| > w,

(32)
for v|¢] € w,

[

the upper expression in (32) at w ~ v|(].

If in the field E(k,w) (20), only terms proportional to
U(k,w) are left, the second term in the square brack-
ets in the expression (29) represents also the bulk effect.
To analyze this term we consider normal incidence and
scattering, i.e., k; = 0. Hence I';(k,w) = 0 and
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(ks = 0,w) = — 8”51 /dk )2
Fz k., d 2
(o) [ 45 20 o
€2z(kz,w) J (27)3vw — kv,
where
S  y(p)v:
I (k,,w) = —
(kz,w) 2ew/ ) w - ko, (34)
_ o _ 8mé? ds v2
€as (ks w) = €2 w 2n)3vw — kv, (35)

Let us consider two limiting cases. If k,v > w, the
imaginary part (33) appears due to (w — k,v,) in the
denominators of (33)—(35), giving the § function. This
is the contribution of the electron-hole excitations. Ex-
tracting the imaginary part and performing the integra-
tion we arrive at an expression similar to (30) and (31).
As a result we obtain for ¥;(k; = 0,w) + Ea(k, = 0,w)
the expression (32) in which the substitution |y(p)|? —
|v(p) — 7(p)|? should be made. This means that in the
range w ~ v|(| (32) the density fluctuations are screened
due to the Coulomb electron-electron interaction. Hence,
Raman scattering by electron-hole excitations exists only
if y(p) is anisotropic. A similar result was obtained by
the Green function method in Ref. 21.

In the second limiting case k,v < w, the imaginary
part (33) appears due to the zero of €,,(k,,w). It is
related to excitations of the bulk plasmon. Near zero the
dielectric function (35) has the known form

o 8me? as kZv?
—— [ —vi {1+
2w (2m)3v 2 w?

60
= 22 [w2 - wgzzzz(kl)]? (36)

w?

€2z(kz,w) =€

where the dispersion relation for bulk plasmons

ks) = @}, (0) + u’k; (37)

pzz(

is introduced. The formula (37) determines the electron
plasma frequency

ds
er0) = i [ B2

and the dispersion parameter u,

2o [958, (45,2\7
v z v z ’

which is of order of the Fermi velocity, u? ~ v2.
In the same limit k,v < w we have

afherw) = 205 [ oSaatont (39)

Substituting (36)—(38) into (33) we obtain
Yok = 0,w) = MJ (w)sgnw, (39)

where

16'rrze2

/(2ﬂ)3 7(p)v2

7@ = g5 [ GV )R - w2euka)).  (40)

At this point we need to remember that a plasmon has
damping. For weak scattering (1/7 < w) by a short-
range impurity potential, it is easy to see that damping
can be accounted for by the substitution w - w +¢/7 in
the kinetic equation (7). Hence the plasmon dispersion
law has the form w = wp,,(k;) —i/27 and the § function
in (40) is replaced,

5((.«.12 - wgzz(kz))

= 1 . (41)

4T Wy, (0) {[w ~ wpa (k2)]* + (2T)_2}

where wp,. (k) is given by (37).

The integral (40) with (41) and U (A17) can be eval-
uated explicitly. Its value is determined by the relation
between the widths of the integrand functions. In the
case when the width of the function U (A18) is less than
the width of (41), i.e., u?|{|(2 K wp:2(0)/7T, we must
integrate in (40) only |U|? taking the other factors at
k. = (1. We obtain

2
Tw) = e .
4103, (017G { [0 — wpaa () + (21) 2}

(42)

Here the location of the maximum w = wp,,(0) +

u?(?/2w,,.(0) is determined by the condition that the
plasmon wave vector equals the sum of the incident and
scattered light vectors. The maximum value of (42) is
TlClz/Zﬂ.wgzz(O)C%

In the opposite case, i.e., u?|(|?¢2 > wp..(0)/7, the
width of U is larger than the plasmon damping. Then
the integral (40)

2 €122
w2, (0)u? (¢2 — (2 — k2) + 4¢2¢2’
where k, = {2wp.;(0)[w —wpz2(0)]}/2/u. The expression

(43) has the form of a sharp peak. The maximum value
of (43) is equal to C|(|/2mu? wpn( )¢3; C =1for (1 > (2

and C = 3%/2/4 for (; < (o.

J(w) =

(43)

B. The surface excitations

If we substitute the terms proportional to H, (20) in
(29) for E(k,w) we obtain the surface contribution of the
electronic fluctuations. The imaginary part (29) arises in
the parentheses of (23) at kv € w, as we will see. Putting
k = 0 in e4p [(19) and (14)] we integrate (25):
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Iz(kz, UJ) =

2 2 _ 27,2\ 1/2
c (k:;t €:2(0,w)w /c) ’ (44)

202 €22(0,w)e- (0, w)

where €., (0,w) is given by Eq. (35) with k, = 0, and €.,
is obtained from €,, by the substitution v — v2. The
expression in the parentheses in (23) is proportional to

2 1/2
G(ke,w) = [z (“c’—z - kﬁ)

N (kg ~ en(o,w)wz/cz)l/z] _1_ (45)

€22 (0,w)e,.(0,w)

Now we substitute in Eq. (29) for E(k,w) the terms pro-
portional to H,, (20) with I', (k, w) given by an expression
similar to (38). We obtain
8me?k?
Sa(ke, ) = — 2 TG (kg w)|J (kz, w) |2

C4
y ds \?
/ 4n3y )

[ dk, U(k,w)
I (ks ) —/ 2r D(k,w)

(46)

The imaginary part of G(k,,w) arises under the condi-
tion w?/c? —k2 < 0, which means that the electric field of
the electronic fluctuations is nonradiative into vacuum.
Then G(k,,w) has a pole which determines the dispersion
law of the surface plasmons:

w_2 €22(0,w)[1 — €22(0,w)]
€2 1 —€z2(0,w)e,-(0,w)

kZ(w) = (47)

In the isotropic case Eq. (47) gives the well known dis-
persion relation??

2 2 w2 2
B =2 W) e sy (48)
z 2 l+ew) c?wk—2w?

where the plasma frequency of electrons is w, =
(47rpelez/m)l/2‘

We do not know reliable experimental data about
€ap(w) for HTSC’s in the interesting frequency inter-
val w = 0.01-1 eV. For example, we have taken the
parameters wpzz(0), wp,;(0), €2,, €2, from Ref. 23 for
YBa;Cu3O7_s. The experiments in the cited papers
were interpreted by the 1-2 Drude and the 7-13 Lorentz
terms. In Figs. 1 and 2 the function (47) is shown
for two cases: Fig. 1 for €,-(0,w) = 3 — (1.5/w)? and
€22(0,w) = 3—(0.6/w)?; Fig. 2 for €, (0,w) = 3—(0.6/w)?
and €,,(0,w) = 3 — (1.5/w)2. The first set corresponds
to the ¢ axis orientation along the normal to a metal sur-
face. In the second case the normal is directed the along
the a axis. The upper branches existing in the expression
(47) are not shown since the Green function (45) has no

09

wlev)

0 " L s 1
0 05 1.0
cky (eV)
FIG. 1. The dispersion (47) of the surface plasmon for

€22(0,w) =3 — (1.5/w)? and €,.(0,w) = 3 — (0.6/w)>.
pole on these branches actually-

For low frequencies w <« w;, where w; ~ w, is the
lowest zero of the denominator of (47),

w w?
ko) =2 (1-—2 ). 9
©=4 (- wa) (49)
Near the threshold w — w;

¥ )1/2 . (50)

w —w

w1

k)= 2

c

In the integral (25) and (44) the essential value of k, is
of the order of
1—e€,.(0,w)

um:§mwmmﬁumw%mwy4f@

Due to the small factor v/c, the expansion in powers of
k - v/w, applied above, is valid outside the very narrow
region near wj.

Separating the imaginary part at the pole of G(k.,w)

/
/
’
,I

e~ 0.3} /

) 7

- /,

3 V.

015
0 1 i . 1
0 Qs 10

cky (ev)

FIG. 2. The dispersion (47) of the surface plasmon for
€22(0,w) =3 — (0.6/w)? and €,,(0,w) = 3 — (1.5/w)>.
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(45) we get
ImG (ks w) = 22 = (00)es (0,0)[1 = 22 (0, W)
i ¢ [me(oyw)ezz(oyw) - 1]3/2

xmd(k2 — K2(w)), (51)

where kZ(w) is given by (47).

Damping of the surface plasmon can be accounted by
the collision frequency 77!. Thus we get the shape of the
peak (51):

1

§(k2 — k2 (w
( = wry { k2 - k2())? + 772}

where for w < w;

|w|*w?

-1
o= T2 (w? — w?)?2’

The surface plasmon is the well defined excitation at
small damping

7 € 4wy — w). (53)

The imaginary part of G(k;,w) (45) arises also at the
condition w?/c? — k2 > 0, which means that the electric
field of the electronic fluctuations is radiative into vac-
uum from the metal surface. In Figs. 1 and 2 this region
is on the left side of the dashed line. In a metal the elec-
tromagnetic field decreases for the same frequency range
w < w;. We define this excitation as the surface radiative
plasmon. Here the imaginary part

W2 1/2
~ImG (ky,w) = (Zf - ki)

-1
g w? K+ kZ—€,.(0,w)w?/c?

c? €22(0,w)€.2 (0, w)
Xsgnw. (54)

If w € w; we obtain
~ImG (kz,w) = (w?/c? — kzg)l/2

(w2 . wt -1
x| — —ki+ ——) sghw.
c? wl,. (0)€d,
(55)

Using D(k,w) (21) with €4g(0,w) and U(k,w) (A17)
we integrate over k, in (46),

J(kgyw) = (“—‘ e ) (a3 —iCV~€zz) |, (56)

az  V—€:
where
c 2 2,2\ 7.2 Cz___2
a1 = 5 (8 - eea0®/) 72, 0z = S7(R)E,

1/2
w? . /
az = 'c“ffa:zfzz - kzezz ’

and arguments of €,3(0,w) are omitted. ( is given in
(A16), (A10) and (A11).
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IV. SUMMARY AND CONCLUSIONS:
THE RAMAN SCATTERING CROSS SECTION

By using (5), (6), (26), and (29), the Raman cross
section (A14) can be rewritten in the form

gre? \2 S(kz,w)
k = - :
do (ke ) (mchw(’)) 1 — exp(—w/T)
E2) W) dw () dae)

c(2m)3 (57)

Let us discuss the frequency dependence of the cross
section taking into account the results of Sec. III. Be-
low we will discuss only the Stokes case w > 0; however,
the consideration can be transferred for w < 0 keeping in
mind the Bose factor in (57). If the incident and scat-
tered light frequencies are in the optical frequency range,
w® ~ w(®) the parameter ( [see (15), (A10), and (A11)]
has the value |¢| ~ w(®)y/e(w(®))/c. The electron-hole
excitations give a continuum around the low-frequency
transfer wmax =~ v|¢| = (v/c)w®) /e(w(®)) [see (32)] of a
width Aw®® ~ wae. The maximum in the cross section
(57) is determined by

d _4 (e s dw(®daL*)
U(wmax) - w3 hc2 1-— exp(—w/T) Aw I
(58)
where
s=s%~ (7% 10, ) hp) -2 5
=5t (7 +C1) h(p) - 1(P) (59)

and C; is of the order of unity.

In the range of a large frequency transfer, w ~ wp,
there is a contribution of the bulk plasmons, which has
the form of a sharp peak [see (39)—(43)]. The function
J(w) (40) possesses the following maximum value and

width Aw:
J (Wmax) = |C|2T/27fw§zz(0)C2
and (60)

AwB? = w . — wp(C1) > 1/27

for u?|¢|¢2 < wp.-(0)/T,

I (Wmax) = [¢]/2mu?w?,, (0)¢3
and (61)

AwBP = Wmax — wp(Cl) o~ u2|<|42/wp22(0)

for u?|¢|¢2 > wp,.(0)/T.
The maximum value of the bulk plasmon peak is given
by (58), where
2
s=spP 0 v om 62
G 9mn(0) lv(p)I (62)
There is a surface plasmon contribution in the cross sec-
tion. Consider for simplicity normal incidence of light.
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The wave vector transfer k. is determined by the scat-
. w(®
tering angle, k, = “*— sin . The surface plasmon gives a

sharp peak at 6 deﬁned by the condition “— ! sin Omax =
kz(w1), where k. (w) is given by (47), (49), and (50). For
frequencies w <« w; the peak is situated at

w w? )
@ (o). (63)
w(®) ( 2wZ,.(0)ed,

The shape of the cross section (57) is described by (46),
(51), and (52), where J(k.,w) (56) depends on { weakly:

J(kzyw) ~ Ey(p)v?/wi. (64)

Estimating (46) we get the height of the surface plasmon
peak in the form (58), where

s v (@) o\ =g
s=sF22(2) () el (69)

and the width AwSP = w?/27w2  (0). At the threshold
w — w; the peak height (65) is limited by the condition

wq vz ) 1/2. €
(_) = —sinf K (2(Tw1) / ?‘) )
w; —w w1 v

which means that the surface plasmon damping is small
and the expansion in powers of kv/w is valid.

The line shape of the surface plasmon peak for w <
w(®) is described by the expression

sin @pax =

(66)

SP - (AwSP)? SP
do™" (B,w) = @ fu®) (Awsp)da (Wmax), (67)
where doSF (wmay) is given by (58) and (65).

Now we consider the contribution of the surface radia-
tive plasmons for small frequency transfer ck, < w < w;.
In this case the cross section (57) is described by (46)
and (55). This contribution exists for the scattering an-
gles 0 < w(®) sinf < w and reveals a sharp maximum at
Omax = (w/w®)[1 — w?/w®w? _(0)l,]. The maximum
value of the cross section do®F (wmax) by surface radiative
plasmons is given by (58), where

3
_ QRP v w )2
S - S - 3‘/56 wgzz(o)egm |7(p)| (68)

and the width Aw®? = w3/w?2,  (0)e2,. The angular and
frequency dependence of the surface radiative plasmon
continuum has the form

do®P (8, w)

3w(®)

\/—wpzz

X ~[§?) m
w(®)

TGT)T
A comparison between (59), (62), (65), and (68) shows
that the scattering by the volume excitations (59) and
(62) increases at (; — 0. If the sample thickness d <
¢; 1, ¢! should be substituted by d. It that limiting case
the scattering cross section is proportional to the sample
volume. The scattering by the plasmon-type excitations

Wnax)-
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(62), (65), and (68) implies the small factor v/c. For
the scattering by the bulk plasmon this factor can be
compensated, increasing the incident and scattered light
frequency since ¢ o« (w® + w(®))/c. Inelastic scattering
of x rays by the surface and bulk plasmons has been
theoretically investigated in Ref. 24. The scattering cross
section by the surface plasmon excitations includes the
factor (v/c)w; /(w1 — w)]'/? which does not exceed unity
[see (66)].

The observation of Raman light scattering by the elec-
tronic excitations is preferable in the resonant conditions
for v. Due to a large difference between the scattering
cross sections by the electron-hole and plasmon-type ex-
citations, the Raman continuum is unlikely to come from
plasmons. The consideration of other collective bulk and
surface excitations is currently under way.
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APPENDIX: RELATION BETWEEN THE
RAMAN CROSS SECTION AND THE
GENERALIZED DENSITY-DENSITY

CORRELATION FUNCTION

We write the Maxwell equation for a scattered field in
the metal as

13’°D 47 dj
c2 o2~ c2at
where the part of j proportional to the scattered field
is included in the induction D. On the right side of

(A1) only the part proportional to the incident field is
retained. By using the effective Hamiltonian

7 (s)
X“raﬁ(P)fp(r,t),

which describes the scattering, we find the electric cur-
rent

rotrotE + — (A1)

. oM 2 i
Jalr,t) = —em = = —dnap(r, )45 (r,1), (A2)
where
d®p
nep(r,t) = [ 55100 (R)31,(0,1) (43)

and the tensor v,(p) is given by the expression in square
brackets in (3).

For the Fourier transform with respect to the coordi-
nates s parallel to the surface and time ¢,

E(k{",z;w®) = / d?s / dte’ @ KOVE(r, ), (A4)
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the Maxwell equations have the form (z > 0)

d E, . (ndE; w(®) 2 4miw(®
d22 1k§, )Fz_ - (T) € By = ‘—?2‘—‘.7::»
(A5)
dE, w®\? dmiw(®)
iL(8) 2= ()2 _ (X __ — ;
zkz dZ + kz ( c ) €zz Ez c2 Jzs
(A6)
d*E R w® 2 dmiw(®)
dzzy + K2 - (T) €yy| By = 2z v
(AT)

where the z axis is directed along k{*) and we omit the
arguments (k ,z;w(®)) of E, and ju. If the frequency
w(®) isin the normal skin range, €53 depends on w(®) only.

Determining E, from (A6) and substituting into (A5),
we get an equation for the parallel polarization [E =
(Ez,0, E;)] of the scattered field,

d E, (s)2 41riw(“)
7 NV B = =57, (A8)
c2 (8)2 6zz . (s) Yz d]z
J = o Y o Je + ik o | (A9)
() 2 (s)
()2 _ wh (8)y _ 1.(8)2 €zz(w'®)
. ‘[( c ) () e Lz;(ww)‘ (A10)

The equation (A7) for the perpendicular polarization
[E = (0, Ey,0)] has the form of Eq. (A8) with A{*)? sub-
stituted by

(0)2 ) (o) _ p()2
AT = . t‘:yy("') )—k:: .

The solutions of Egs. (A7) and (A8) decreasing for z —
+o0 are of the form

2rw(®) oo . :
dz' N, iA|z—z I
Ac? /o‘ 2 ()e

For both polarizations the scattered field in vacuum
(z<0)

(A11)

E(z) = Ce™* — (A12)

E(z) = D exp(—ik!*)2), (A13)
N2 1/2
with k(") = [(#) — k2

The constants C and D are determined from the con-
ditions of continuity of the tangential components of the
electric and magnetic fields at z = 0. They are expressed
by the integrals of the current density operators over the
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half space z > 0.

The normal component of the scattered energy flux
into vacuum is proportional to | D|2w(®) / ck!® for the par-
allel polarization and to |D|2ck£’) /w(®) for the perpendic-
ular polarization. The current density (A2) entering in
(A12) is proportional to the incident field in the metal
A®_ For the normal skin range we have A(®) = Bei*z,
Here AV is given by (A10) or (A11) depending on the
polarization of the incident field with the substitution
w(®) = W@, Relating the constant B to the amplitude
of the incident field in the vacuum and dividing by the
energy flux in the incident field, we obtain the Raman
cross section

da:/ dzdz' K ey (ks, 2, 2';w)U* (ks, z; w)
0

2\ 2108 ,(8) 4y (8) g (®)
8me )kzw dw'®)dQ (A1)

c(2m)3

U(k.,Z';W)(

where K.,.,(ks,z,2';w) is the Fourier transform of (1)

mew (@

with respect to s — s’,t — t'. The components e( *) are

given by
o) — Al(ckgs)/w(s))l/z
‘ Al + Ezazk(S)
oL (cks”) fw()1/2
€z A+ ezzk( ?)
) (w(’)kg‘)/c)l/z
&)=
At + kz

(A15)

for the scattered frequency w(®),

w(@®), A = A, and A, = A",
,(1) are obtained by the substitution w(®) — w(®),

In (A14) U(k,, z;w) denotes the product of two ex-
ponents describing the distribution of the incident and

scattered fields in the metal,

U(ks, z;w) = exp(iCz), (= {1+

where €,3 =

The components

= A0 4 A6
(A16)

and has the Fourier transform
° . . 2i(
— . ik;z ik z\ __
Uk,w) = /0 dzU (ks, z;w)(e'™* + e ) = Rt
(A17)

If the incident and scattering frequencies are below the
transparency threshold, then ¢; <« {2 ~ 2/§, where 6
is the skin depth for the frequency w(). If the incident
and scattering frequencies are in the transparency range,
then ¢; > ¢, and the expression (A17) has a pole if the
momentum transfer k, equals the sum of the wave vectors
of the incident and scattered light in the metal ;. Near
the pole the expression (A17) takes the form

U(k,,w) =

1

T (A18)
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