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As part of a test of the surface plasmon mechanism for surface-enhanced Raman scattering by molecules adsorbed
on plane metal surfaces, we have developed the quantum-mechanical theory of the interaction between
physiadsorbed molecules and the plane surface of a metal. Particular attention was given to the coupling between a
discrete dipole-allowed excitation on the molecule and the continuum of excitations of the surface plasmons at a
plane metal surface. Coupled system eigenstates were obtained by Fano’s method for cases where the metal was
nonspatially dispersive and where spatial dispersion was included. The interaction energy V4 was computed in both
cases. In this absence of spatial dispersion the classical image-field-theory result is obtained in the nonretarded
limit. In the presence of spatial dispersion a significantly different result is found. The results were used (see
following paper) to calculate the cross section for enhanced Raman scattering.

I. INTRODUCTION

Strongly enhanced Raman scattering by mole-
cules adsorbed at a metal-solution interface has
been observed recently.!® The scattering cross
section of the adsorbed molecules has been re-
ported to be as much as 6 orders of magnitude
larger than that for the same molecule in solu-
tion. This great enhancement has stimulated many
investigators to produce models suggesting that
this is a type of resonance scattering.*” Most of
these models are either qualitative or classical;
the intermediate states involved in the scattering
processes are not clearly specified.

In this and the following paper we investigate a
new quantum theory of the eigenstates and Raman
scattering cross section of the composite system
of molecule adsorbed on a plane metal surface.
Our theory is based on a simple model for the
surface of the metal assumed flat, and for the
electronic structure of the molecule assumed to
be a two-level system with allowed transitions.
We allow the metal to be characterized by a fre-
quency -dependent dielectric function ¢(w), or a
more general frequency- and wave-vector-depen-
dent function €(w,K) including spatial dispersion.
The metal can sustain elementary excitations such
as those that originate in surface plasmons, vol-
ume plasmons, and interband and intraband elec-
tronic transitions. The molecule is idealized as
a two-level system with a discrete dipole-allowed
excitation and is assumed to be weakly physiad-
sorbed on the metal surface. The excitations in
the metal related to both electron-hole polariza-
tion given by interband and intraband transitions,
and the macroscopic electric field external to the
metal surface produced by the plasmons, will in-
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fluence the electronic excitations in the adsorbed
molecules.

The coupling between the discrete excitation of
the adsorbed molecule and the continua of elec-
tronic excitations in the metal is of decisive im-
portance. We investigate the new coupled eigen-
states of the composite inhomogeneous molecule-
metal system quantum mechanically, using Fano’s
general theory® of discrete-continua coupling, and
we are able to make quantitative statements about
these states. Because the surface plasmons pro-
duce a large macroscopic electric field outside the
metal, we only consider the surface-plasmon con-
tribution in these two papers.

Mahan® has shown that the interaction between
surface plasmons and an electron outside the met-
al is equivalent to that of the image field, in the
classical limit. The proper dynamical nature of
the interaction between the electrons and metal
can only be taken into account by working in a
quantum picture of surface plasmons. The macro-
scopic electric field due to surface plasmons de-
pends sensitively on the dielectric function of the
metal and the boundary conditions on the inter-
face.'®! Another important factor is the presence
of spatial dispersion: If this effect is included, a
drastically different density of states of surface
plasmons will result compared to neglect of the ef-
fect of wave-vector dependence in the dielectric
function. The density of plasmon states affects
the doupled eigenstates in an important manner.

In Sec. II of this paper we investigate carefully
the coupling coefficient between surface plasmon
and molecule for both cases: spatial dispersion
absent and present. In Sec. III, the Hamiltonian
for the coupled systems is set up and the eigen-
states are obtained. In Sec. IV, the eigenstates of
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the coupled systems are analyzed —presence and
absence of spatial dispersion are contrasted. In
Sec. V, we discuss our results and compare with
various simpler limiting cases: classical (non-
retarded) limit of the image charge and a picture
in which shifted and broadened molecular levels
are invoked. The merit of basing a theory of Ra-
man scattering on a quantum theory of the coupled
system should be evident. The theory presented
here is capable of being applied to arbitrary sur-
face configuration; in the particular applications
reported in this and the following paper, the metal
surface is taken as plane.

II. COUPLING COEFFICIENT V3

We model the composite system as a semi-infi-
nite metal outside of which are molecules. The
metal occupies the half-space z <0 and has dielec-

i

tric coefficient s(w,l?). Molecules are affixed at
distance R,>0 from the interface z=0. We as-
sume the dielectric function is ¢,=1 for the half-
space z> 0 taken as vacuum, The metal surface is
an ideal plane, and roughness is ignored in this
model. We proceed to compute the interaction en-
ergy of metal and molecule,

A. Absence of spatial dispersion in the metal

In the case of a nonspatially dispersive metal for
which the dielectric function is assumed to be in-
dependent of wave vector ﬁ, the quantized polari-
zation field of a surface plasmon has been de-
rived by many authors.'?'* Here we shall follow
Nkoma'?® et al.

The quantized vector potential field for the sur-
face plasmon outside the metal is given by

/

o / 1 POL AN ~iwt +g-T=rz L _1q , -iwt=ig-tre b
A(r,z)—gf:,(1+qz/yz)_1,2 [<q+ ” z)e aq+<q— v z)e aq], (1)

where § and T are two-dimensional vectors paral-
lel to the surface and § and 2 are unit vectors.
The normalization constant f; is given by

fim - (EZ22) " (@) s )] + 5 242,

(2)

where A is the area of the» surface. The variables
¥, g, and w are related by the equation

w2
and the surface-plasmon—dispersion relation is
i ew)
w? T 1l+e(w) ” )

In the nonretarded limit, i.e., cq/w>1, the sur-
face plasmon frequency w,, is determined by the
equation

e(w“)+1=0. (5)

Equations (1)—(4) were also derived by Elson and
Ritchie'? for the special case of the Drude dielec-
tric function:

€W =1-u}/w?, (6)
The electric field outside the metal is given by

184

E=-2%

This electric field can cause an electronic transi-

r

tion in the molecules adsorbed on the metal sur-
face. Generally the dielectric function of the met-
al will be assumed to include both interband and
free-electron contributions, i.e.,

€(w)=1+ ¢,(w) - w2/W?, (M

where w,, is the free-electron plasmon frequency.

We shall assume the molecule has only two
electronic levels, 0 and 1, and the dipole approx-
imation will be used for the transition matrix ele-
ment. Thus the interaction between surface plas-
mons and molecules is given by a coupling coeffi-
cient V3 of the form

' 1 w?
vil= 1rs () (%)
oAz q_z 2\ ,=2yR
X (| ]*e g uE )™, (8

where ;'IL and pu, are the electric dipole moments
of the molecules in the direction perpendicular
and parallel to Z, respectively. In the limit cq/w
>1, Eq. (8) reduces to the simple form

T (|, ]+ weom, (9)
We have used Eq. (6) to derive Eq. (8). This re-
sult was also given by Gersten and Tzoar.!?

Instead of using the Drude form equation (6) and
if we use the more general form of dielectric func-
tion given in Eq. (7), then in the nonretarded lim-
it |;|? is given by

2_
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-1 -
v 2= 200 (& 2N |7 ieren,

(10)

B. Effect of spatial dispersion in the metal

When spatial dispersion or the wave-vector de-
pendence is included in the dielectric function
g(w,ﬁ), the surface-plasmon~dispersion relation
is no longer given by Eq. (4) and depends on the
boundary conditions used.

Fuchs and Kliewer'® have used several forms
of dielectric function to calculate the surface-
plasmon-~dispersion relation, assuming specular
reflection as the boundary condition. It turns out
that the simple hydrodynamical form of e(w,K)
gives a result similar to the more complicated
Lindhard dielectric function, so we shall use the
hydrodynamical form of €(w,K) given by Fuchs
and Kliewer.'°

We shall restrict ourselves to the nonretarded
limit in the derivation of |V,|% It will be appar-

ent below that the important region of (w, K) space

is far away from the light line. In the hydrody-

namical approximation, the longitudinal dielectric

function is of the form*°

w2,

Et(w, E)= 1+ €b(w) —T;%z_ki ’

where w,, is the free-electron plasmon frequency

—

(11)

4 wg

Ve |?= |-V |*=

Having obtained the interaction constant vV, we

can now proceed to set up the Hamiltonian for the

coupled systems and obtain the new eigenstates.

III. HAMILTONIAN AND EIGENSTATES
OF THE COUPLED SYSTEM

Since the molecule is assumed to be a two-level
system, the Hamiltonian of the molecule in the ab-

sence of interaction is taken as

Hy= Y €CIC,, (16)

n=0,1

where 0 and 1 denote the ground and excited states;
C, are Fermion operators. The surface plasmons

are described by the Hamiltonian

H, =) hwala;, 7)
q

where the frequency w, is given by Eq. (4) or Eq.

(14). In the dipole approximation, the interaction

between molecule and surface plasmons is given

and B= £ 0%, vy is the Fermi velocity. Equation
(11) agrees with Eq. (7) in the long-wavelength
limit.

Following the result of Fuchs and Kliewer it is
easy to show that outside the metal the potential
field due to the surface plasmon is given by

¢p=E e it (12)
where
4THwW 1
Ei: A wﬁf [wz('Y + 5€b+i:;:>
w2 -1
+ e (wz——l—f-;—>] . (13)
b

A derivation of Eq. (13) is given in the Appendix.
Here w and g are related by the surface-plas-
mon-dispersion relation

w0 \2
8252 <2+€b—70%>
@2 o) (2 € i) .
+ € +Eb-1+€b o2

In the limit B=0 and ¢,=0, Eq. (14) reduces to the
well known surface-plasmon—dispersion relation
(in the nonretarded limit), w®=3 wpi

In the dipole approximation and with spatial dis-
persion included, the coupling constant V_ is given

by

. i 1 w? -1
Wi | By G |2+ ud)e Z“RZ[w2<7+ 5€b+I+_'€—)+ €§(w2 ~Toe )] . (15)
b b

r

by

_ZV ClCyaz+ H.c. (18)

1nt

where H.c. is the Hermitian conjugate. The
ground eigenstate for the uncoupled Hamiltonian
H_+H_ is denoted |0,g). The excited states that
will be considered are given by

1,8)=ClCo[0,8), [0,D=0}[0,2),
and
|1,8=ClCyai |0, 2).
Thus the matrix elements of the total Hamiltonian
H=H_+H +H,, (19)
are given by
<i’g|H|j’g>=€i5ij’ (20)
(0,§|H|0,§")=nwdy , (21)

and
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(0, |H|1,0)=VT, (22)

all other matrix elements are zero. We are neg-
lecting two plasmon excitations because their con-
tribution to the Raman scattering matrix element
is negligible.

Equations (20)—(22) in effect describe the cou-
pling between a discrete state [1 ,&) and a contin-
uum |0,d). The coupling between ground discrete
state |0,g) and the upper continuum |1,d) has
been neglected!® in Eq. (18), since the energy dif-
ference ¢, + 7w, — ¢, for states |0,g) and [1,3) is
much larger than ¢, —7#w, - ¢, for |1,g) and |0, 3.

Fano® has solved the problem of interacting dis-

crete states and continuum given by Egs. (20)—(22).

Following his analysis the eigenstates of the total
Hamiltonian H are given by

|0s)=alE) |1,8)+2, b3(E) |0, D), (23)
where a(E) and by(E) are given by

|a(E) |?| Vg |?= [r*+ Z¥E)]™ : (24)
and :
by(E)= (@—E——Tlo:;i_w—q +Z(E)O(E - ¢, -—h’wq)),V‘l;a(E) .

(25)

In Eq. (25), @ denotes the principle part. The
function Z(E) is defined by the equation

Z(E)|Vg |*=E - ¢, - F(E) (26)
and functions F(E) and |V | are given by
— 1 2
F(E)—za: “’E—eo—hwq A (27)

and
)

|V 2222 | V4 ]8(E = € = o). (28)
a

Evidently, F(E) and 7 |V |? are the real and imag-
inary parts of the function A(E),

_ V32
8B Y Fm (29)
where 06— 0+.
Using Egs. (26) and (29), |a(E) ]2 can be rewrit-
ten in the form
|V gl?

|a(E) | =[E—51-F(E)]2+1r21VEl4 (30)

or
|a(E) =2 tm[E - ¢, - A(E)]. (31)

]a(E) |2 has a resonant behavior near EF=¢,

+ F(EF) for very small values of |V(E®)|% This
property is thoroughly analyzed by Fano® and it
will not be discussed here. In the following
paper,’” we used |a(E) |? to investigate the possi-
bility of resonant Raman scattering,

Here we wish to emphasize that the states |z/),E>
[Eq. (23)] represent a new set of eigenstates of the
entire system. They have properties of both sur-
face-plasmon states and molecular states. They
should not be identified as shifted and broadened
original molecular states as discussed, for ex-
ample, by Philpott.'® In fact, if 7w, <¢, - ¢, for
all surface plasmons, besides the continua given
by Eq. (23) which have energies less than ¢, — ¢,
there exists a discrete state whose energy E> ¢,
- €, and satisfies the equation E - ¢, = F(E). Thus
these new states are more like bonding and anti-
bonding states then shifted levels.

IV. FUNCTIONS F(E) AND [V P

The function A(E), or F(E) and |V |?, completely specifies the new eigenstates of the coupled system.
In the case of no spatial dispersion, substitution of Eq. (8) into Eq. (27) yields

2
FE)= fqdq-zizl sz(w)<<(w)[1+ e(w)] +

Using Eq. (4), we obtain

adg=232 (Y (s w1+ 2 29).

w d¢(w)
2 dw

Using Egs. (3), (4), and (33), Eq. (32) is reduced to the form

_ (es o €(w)
F(E)-L dw(2h')<c) L-e(@)][-1-ew]?

1 w? 1 2+_q_2_ 2 e-zﬂe,(y____l.__ (32)
T+ qe/ye 7 \2HetyE Ha €-€-hw’
(33)
2wR ) 1
1,2 2 - Z
[ - ewd] emp (- 2oL, (a9

where w  is the surface-plasmon frequency defined by Eq. (5). Equation (34) can be further reduced by
introducing the oscillator strength of the molecules for the transition;

2m(e, — &)
fo= ezlﬁz . He

(35)
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and

m\€;, — € .
]61= (elzh—z 0) lJ‘f' . (36)

Equation (34) then simplifies to the form

ey

w® (w) _ 2wR,
FE)=~ m(e, —€o) 03f dw @(E € ﬁw>[f°1 (el [—l—e(w)]S/z[I—e(w)]exp( c[—l—e(w)]llz)'

(37)

Inspecting the integral in Eq. (37), we can easily see that F(E)« (R,)™. Equation (37) canalsobe evaluated
approximately by using the fact that the integrand in Eq. (37) is heavily weighted near the region 1+ e(w)
=0 or w=w,,. Using the approximation w~ w , in Eq. (37), we obtain

~__ 8 53 1 [“s w3 ! 8 2wg, R,
F(E) mle, - €) c° -/0‘ dwE—s (f°1+f°1)2[ 1-¢e(w)]3/? exp( c[_1_<(w)]1/2>' (38)

If we choose the Drude dielectric function, Eq. (6), the integral in Eq. (38) can be easily evaluated, and
the result is

7 Wsp

E —_—
F(E)~ 8R3(uz+zul)E_€0_ﬁw“ (39)
At E=¢,, Eq. (39) gives the well-known expression for the self-energy of a dipole and its image field.®
Since R, is usually a few angstroms, F(E) of Eq. (37) is very large. When spatial dispersion is included
the value of F(E) is greatly reduced and it will not depend on R, in the functional form F(E)x R}’

Substitution of Eq. (15) into Eq. (27) yields F(E) for the spatially dispersive medium. It is of the form
2wyeR
F(E)= (s ) [ @dat iy s exp(-222E2)

1 1 -1 Q
X |e2(Q? - Q(’? 5 @ 4
[ea( 1+€b)+ + e,,+1+€b)] E—el/faon -0’ (40)

m(€1 - €0)

where

cq w
= — Q I e—
Q Wog ’ w.. v
and ¢ and w in Eq. (40) satisfy the dispersion relation Eq. (14). The finite cutoff @, was taken to be @,
=c/B. :

For the special case ¢,=0 and E=¢,, F(E) of Eq. (40) reduces to the self-energy of a dipole and its image
field (in the presence of spatial dispersion). In other words, F(E= ¢,) reduces to the form

2 272 2 \1/2
FE=¢)=-3(p2+ 3 pd) f q’dq e'2°Rx[1+ 4 Bf - wf (1+ 2:;;2’) :l (41)
»

Without spatial dispersion, i.e., B=0, Eq. (41) reduces to Eq. (39) for E= ¢, In the limit of very small
R,, the leading term of Eq. (41) 1s proporhonal to R;'. Equation (41) is much smaller than the value given
by Eq. (39). Thus the effect of spatial dispersion, even using simplest hydrodynamic form equation (11),
greatly reduces the strength of image field obtained classically.

Not only are there quantitative differences for F(E) between spatially dispersive and nonspatially disper-
sive media but also a qualitative change. Without spatial dispersion, F(E) is positive for E> 7w, , since
there are no surface-plasmon states with energy larger than 7w, . This is clearly shown in Eq. (39). In
the presence of spatial dispersion as in Eq. (11), most surface-plasmon states with large wave vectors
are above w,,. Thus F(E) is still negative for values of E immediately above nwg,.

The quantlty |Vg|? defined by Eq. (28), is easily calculated using Eq. (8). Without spatial dispersion,
| Vg |? is given by

€’(w)

e® 1 w 1
2_ — w3 L - z —_9= [ — 42
[Ve| ) o3 W[ for - (W) 5] [—1—ew)]* /[l - e(w)] exP( 2 ch [—1—6(0-’)]1/2)’ (42)

mle, = €
where ‘w= (E —-E,)/r. Equation (42) has also been derived by Philpott'® in discussing the decay rate of ex-
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cited molecules interacting with surface plasmons.

We remark that Egs. (28) and (42) are correct using the assumption that the surface-plasmon energy
rw, is real. It is obvious that if 7/T is the intrinsic lifetime of the surface plasmon, IVE ’2 is changed to

the form

1 T
IVE '2=;Z" |V"|2(E-€0-h‘wq)2+1"2 .

Substitution of Eq. (7) into Eq. (43) yields
e?n? 11 (@ T

2
Vs “mle —€) AT Y

X(w)

[1-elw)][-1-¢elw)]?/?

(43)

dw (E - ep—Twy)?+ T2 [ for—e(w)fE]

2wR
—_———f ). 44
EXP( c[—l—e(w)]“z) )

Equation (44) is the same as Eq. (37) after replacing the factor

1

¢ —
E—g,—-niw

in Eq. (37) by

1 r
T(E-¢y—hw)*+I2 "

Note that |V, |® given by Eq. (40) is also proportional to R;>. By using the same method |V |2 for the
spatially dispersive medium can be obtained from Eq. (40). It is of the form

[Ve|?*=

mle; —€) \ ¢

| Vi |? for the spatially dispersive medium [Eq.
(45)] is much larger than |V |* for the medium
without spatial dispersion [Eq. (44)]. Note |V_|?
of Eq. (43) increases with ¢ and w provided that
qR,< 1. In the integration of Eq. (44) without
spatial dispersion w is restricted to values less
than w_. In contrast, by including spatial disper-
sion as in Eq. (45) w can be larger than Wy,

V. CONCLUSIONS

A new approach was used to study the interaction
between a weakly adsorbed molecule and a plane
metal surface. Special emphasis was given to the
coupling between discrete electronic levels of the
molecule and continuous levels of the surface
plasmons of the metal. A set of new eigenstates
was obtained for the coupled systems. These
eigenstates are combinations of the bare surface-
plasmon states and the excited level of molecules.

Since the polarization field and the density of
states of surface plasmons depend on the dielec-
tric function of the metal, the eigenstates of the
coupled systems are quite different for a spatially
dispersive metal, where the wave-vector depen-

e%i? W\ [ 9 L oz ( 2w,R,Q
(—-’—) j; QZdQ(fm +f01) exp __DZ'—__) [(: (Qz .

<9 )/ G

1 1 -1
) ( *"1 )]
T € t €&

_n)2+ (h‘f)p,)z]' ‘ (45)

r

dence is included in the dielectric function of the
metal, and a nonspatially dispersive metal.
Without taking spatial dispersion into account,
the interaction between surface plasmons and
molecules reduces to the classical image field in
the nonretarded limit. The eigenstates are shifted
from the bare energy levels of the molecule. The
separation is proportional to the inverse cube of

'R, the distance between molecules and the metal.

When spatial dispersion is included, for example
by using the hydrodynamic approximation, the
separation between the eigenstates and the bare
levels of the molecule is greatly reduced and is
not proportional to R,

Since we have used the simplest hydrodynamic
form of dielectric function for the metal and have
neglected the variation of electronic density near
the surface, the conclusion drawn above for the
effect of spatial dispersion on the eigenstates
serves as an indication of the importance of the
surface-plasmon-dispersion relation.

Efrima and Metiu’ used classical image-field
theory to explain the observed enhanced Raman
scattering for adsorbed molecules on metals. In
the following paper'” on the eigenstates for Raman

2
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scattering, we show that without spatial dispersion
and using a simple Drude dielectric function for
the metal, the result is similar to that found in
Ref. 7. Inclusion of spatial dispersion will drasti-
cally change the result.

Philpott'® was the first to point out that resonant
Raman scattering could occur at energies far away
from the bare molecular levels due to interaction
with surface plasmons. As pointed out at the end
of Sec. IV, his description of the new eigenstates
as shifted and broadened molecular levels are
misleading. Hexter and Albrecht* have discussed
this problem recently, but their eigenstates are
not derived explictly and the final Raman scatter-
ing matrix elements seem incorrect (see Ref. 17).

We remark that in this paper we emphasized
the surface plasmons as the primary excitations
interacting with the molecules. In general, other
excitations, such as inter- and intraband transi-
tions and volume plasmons, could also contribute.
But the coupled systems can still be classified by
interactions between discrete states and continua.
The result given in Sec. III will still be correct
but with different V,. Gersten et al.® have investi-
gated the tunneling interaction between molecule
and metal in a perturbative approach. Since their
system involved interaction between the discrete
state of the molecule and all the electronic states
above the Fermi level in the conduction band of
the metal, their result can be obtained by the
theory given here.

" In this paper, for convenience of calculation,
we have made several important assumptions:
The metal surface is taken plane, and roughness
is neglected; the molecule is taken as a two-level
system, and the dipole approximation is used to
evaluate the induced electronic transition in the
molecule due to surface-plasmon polarization
field. Results for multilevel molecules could be
obtained by extending the theory as described by
Fano.? Since the distance between molecule and
metal R, is only a few angstroms, the wave vec-
tor involved in the calculation of V; is‘x/:ery large.
The dipole approximation assuming e*¥'*~1+{q-T
in evaluating the matrix element should not be
used; instead, the exact matrix element of et
should be used. At present the magnitude of such
effects is not known and they may indeed be very
important and change results based on the two-
level and dipole approximations. However, we
restricted oursleves here to a careful quantum-
mechanical treatment of one particular model.
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APPENDIX

By using the longitudinal dielectric function of
the form given by Eq. (11), Fuchs and Kliewer'®
have shown that in the nonretarded limit the elec-
tric field inside the metal (z2<0) is given by

_.Eq q: -i. 4
Ex(z)—zﬂ W e it D (A1)
and
- _tEs (Tdg: _qzq
Ez(z)—" pe - B2 €,(k,w$ ) (AZ)_
where
R?=q2+q°.

Note that the total electric field is proportional to
e*iT where T+2=0. Substitution of Eq. (11) into
(A1) and (A2) yields

—iF —9
E(z)=1iE, Tre(@)
x (i oot e
Bq3 Bq5 (¢ - g3)'/?
(A3)
and
SRR B R
= - T
T (W) B T B ’
(A4)
where
c'u§= w:t/[l + €(w)] (A5)
and
2 2 (:)2
Bu‘f;= -=. (a6)

The potential associated with the electric field
E is given by
E=-Y¢
and

2

9() l+g, quzr,e

e o/ =) ) o
L
(an)

All the fields above are in the metal, i.e., z2<0.
The potential in the region z>0 is
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¢(2)= Ejemoe % F, . (a9
The boundary condition that ¢ is continuous at z
=0 yields the dispersion relation
e« @t
- wg <2+€b_ P (A9)
Equation (A9) is equivalent to Eq. (14).
The charge density is given by the equation

1
Pz ¥ VE
E, 1 P
= — - &z=0)eirr
4m (1 1+ eb) (2=0)e
+E_& q 1 (@P=ap )t 2 pitTg(_z)

I B lre, (@-ao) /2’
(A10)

where O(z) is the step function. It is interesting
to observe that in the case ¢,=0 there is no sur-
face charge density but only volume charge density
associated with evanescent volume plaLsmon.19
Without spatial dispersion i.e., f=0 in Eq. (11),
there is only surface charge density:

_ﬂ CTE( =
p=51qe 8(z=0). (A11)

The normalization constant E, in Eq. (A8) can be
determined by quantizing the potential field. The
quantization is done by following Stern and Fer-
rell.*® The ¢ and p given by Eqgs. (A7), (A8), and
(A10) satisfy the equation

trw= f ppdzA . (A12)

Thus E, is obtained and given by Eq. (13).
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