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ABSTRACT

This article gives an introduction and survey in the theory and spectroscopy of
plasmons in the bulk, as well as on boundaries of metals. First, concepts to describe
the metallic state and its interaction with electromagnetic fields are summarized, then
various approaches to obtain the plasmon—dispersion relations are studied. Finally,
some actual questions such as correlation effects and the surface charge density profile
on the plasmon—dispersion are discussed.

I. INTRODUCTION

Plasmons are quantized wave-like excitations in a plasma, i.e. a system of mobile
charged particles which interact with one another via the Coulomb forces. The clas-
sical example is an ionized gas consisting of (positive) ions and (negative) electrons
in a discharge tube. In metals (and in some highly doped semiconductors, too) the
electrons likewise form a plasma. In contrast to the aforementioned example, however,
the electrons form a degenerate Fermi-system, i.e. even at low temperature, the elec-
trons have a large kinetic energy (=~ Fermi-energy) so that (room-) temperature has
little influence on the electronic excitations. The ions, on the other hand, because of
their large mass have little kinetic energy and their (crystal-) structure and collective
excitations (=phonons) are completely dominated by the electrons.

As a consequence of the long range nature of the Coulomb interaction the frequency
of the plasma oscillations,

nge?

(1)

“r =\ moe
is very high compared with other collective excitations like phonons. ng is the density
and mg is the (free-) electron mass. For example, in Al we have hw, = 15¢V, whereas,
typical phonon energies are in the 10meV range. For a survey, see Di Bartolo’s article
in this book.

Collective excitations in classical plasmas were first studied by Langmuir [1]. The
pioneering theoretical investigations on their quantum counterparts were carried-out by
Bohm and Pines, see Pines [2]. Experimental evidence for the existence of plasmons as a
well defined collective mode of the valence electrons of metals comes from characteristic
energy-loss experiments. In such an experiment, one measures the energy loss—spectrum
of keV electrons transmitted through a thin metallic foil, Fig. 1. The multiple excitation
of this mode is also direct evidence for the quantization of the plasmon energy in units
of hewp .
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Figure 1. Electron-energy-loss spectrum for a beam of 20keV electrons passing through an Al foil of
2580A thickness. AE = hw, = 15¢V. From Marton et al. [3]

Excellent books and reviews on the theory and spectroscopy of solid state plasmas
are available. In particular we recommend Pines and Nozieres [4], Platzman and Wolf
[5], and DiBartolo [6]. Electron—energy—loss—plasmon spectroscopy became a major
tool to study electronic excitations in solids, for surveys see Raether [7], Schnatterly
8], and Fink [9].

II. CONCEPTS TO DESCRIBE THE METALLIC STATE
II. A. The Standard Model: Jellium

To describe the characteristic metallic properties like the groundstate energy, the
elementary excitations, and the interaction with electromagnetic fields, simple models
have been found which are of immense value to solid state physics. For an introduction
see e.g. Pines[2] or Ashcroft and Mermin [10].

The simplest quantum mechanical model of the metallic state is due to Sommerfeld.
The Coulomb interactions between electrons as well as with the ions are completely
neglected, yet the many particle aspect is taken into account. The single-electron
states are plane-waves with wave-number k and energy ¢, which - in accordance with
the Pauli-principle - will be “filled” in k-space up to the radius kr, the Fermi-wave
number.

single particle states:
| k) = exp(ikr)

(k) = (1k)?/2mo
Fermi ground state:
kp = (3n%n)1/3

er = (hkp)?/2mqg

Vp = hkp/mo

Figure 2. Momentum distribution of the noninteracting Fermi-gas at zero temperature. In addition,
a particle-hole excitation from initial state k; to final unoccupied state ks is shown.



EI Z n/A3 rs | kr/A |erp/eV |hw,/eV |m*/mg €00 Ref
Li 1 0.0470 3.25 1.12 4.74 7.10 2.30 1.02 [7,10]
Na 1 0.0265 3.93 0.92 3.24 5.75 1.30 1.06 [10,15]
K 1 0.0140 4.86 0.75 2.12 3.80 1.20 1.15 [10,15]
Rb 1 0.0115 5.20 0.70 1.85 3.40 1.30 1.25 [10,15]
Cs 1 0.0091 5.62 0.65 1.59 2.90 1.50 1.29 [10,15]
Ag 1 0.0586 3.02 1.20 5.49 3.78 1.10 [7,10]
Be 2 0.2470 1.87 1.94 14.3 19.0 0.42 1.02 [7,10]
Mg 2 0.0861 2.66 1.36 7.08 10.5 1.30 1.01 [7,10]
Al 3 0.1810 2.07 1.75 11.7 15.0 1.40 1.11 [7,10,15]

Tab.1. Parameters for some selected metallic elements and compounds. €., = 1 4+ 4mna where « is
the polarizability of the ions. For Ag €, shows a strong dispersion peak at w,. Experimental data for
m* contain electron-electron and electron-phonon renormalization contributions and are, thus, larger
than the bandstructure mass which is needed in (1).

Next, we consider the influence of the Coulomb interaction between the electrons
and the ions. For the “simple” metals - which include the alkalis, Al, Ga, In, Be, and Mg
- the crystal potential is weak so that it is a good approximation to smear-out the ions
into a positive background charge density p, = —eng: Jellium. To describe the strength
of the Coulomb interaction we compare the average kinetic and potential energy per

electron *
3 e2 1

€kin = TEF €pot
57 P deg < 1 >’

(2)

where (r) ~ n~'/3 is the mean electron distance. It is convenient to use “atomic units”,
i.e. we measure the lengths in units of Bohr-radii, energies in Rydbergs and characterize
the density by the dimensionless Wigner-Seitz radius r,.

' . Bohr-radius: ap =4megh® /moe? =0.529... A
atomic units: { Rydberg-energy: R, =e?/8mepap = 13.56...eV (3)
re-parameter: n~t =4 (apr,)?

AS €por o 771 but e, o 752, the Coulomb interaction becomes weak in the high density
limit, 7, < 1. In most cases, however, r, is not small but usually lies in the range 2..6,
Tab. 1.

The Hamiltonian of Jellium is given by

al IA)? 1 e? 1
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The Coulomb interaction couples the states of all particles so that the exact eigenstates
of H are not analytically accessible, yet reasonable approximations have been found.
Owing to the uniform background charge the average field acting on one electron van-
ishes, so that as a first guess one might use a product of plane waves in accordance
with the exclusion principle - up to kr one electron per k and spin. This is the Hartree-
approximation, which, gives the same result for the ground state energy as the free elec-
tron model! To describe the metallic bound state one has to respect the antisymmetry
of the wave function with respect to interchange of any two particles. Fortunately, in
this Hartree-Fock approximation, the plane waves still provide a consistent basis, yet
the single particle energies are different from the free-electron energy e, Fig 2. As a
result, the ground-state energy (per electron) is:

2 3 2.21  0.916
Eo/N = —© - }Ry

3
Ak 2 (k =
8megap 5( rap) 271'( FaB)} [ 2

()

Ts

The second term in (5) is termed “exchange energy” because it results from the exchange
of particles in the antisymmetrized wave-function. The difference between the exact
ground state energy and the Hartree-Fock result is -by definition - the “correlation

* Electron charge is —e, vectors in boldface, operators and tensors in boldface with hat.
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Figure 3. Particle-hole excitation spectrum of a Fermi-gas (dotted area). The solid (dashed) lines
display the plasmon-dispersion in a quantum mechanical (hydrodynamic) description. rs = 2.

energy”. For Jellium a bound state is only possible for not too high densities, r, > 2.4.
In the low density limit, on the other hand, the electron behavior is dominated by
the Coulomb interaction. For r, > 100 the homogeneous state becomes unstable and
crystallizes in a “Wigner - lattice”, similar to the ions in a real metal [2,11].

To incorporate influences of the periodic crystal potential and the polarizability of
the ions one has to replace the free-electron mass my by a (bandstructure-) effective
mass m* and ey by epes, where the “background” dielectric constant e, accounts for the
polarizability of the ion cores. In semimetals and heavily doped degenerate semicon-
ductors the electron densities are quite small compared to ordinary metals, nevertheless
their coupling parameter r, may be even smaller than unity. For the ground state en-
ergy of real metals, the energy of the bottom of the band minimum and the electrostatic
energy of the ions must be taken into account as well [2].

I1. B. Particle - Hole Excitations

Apparently, the simplest type of excitation in a degenerate Fermi-system (at con-
stant particle number) is by pushing one electron out of the Fermi-sea, leaving a hole
behind, Fig.2. Conservation of energy and momentum requires iiq = hky—hk; hw = €5 —¢;
which leads to a quadratic function between w and ¢. As a function of the parameter
a = kicos/kr = —1...1 the allowed region of excitations cover an entire region in the
w — q plane, Fig. 3.

II. C. Collective Excitations: Plasmons

Plasmons are collective excitations of the many electron system, i.e. all particles
move coherently with a common frequency and wave-vector. In the long wave-length
limit A >> 1/kr this mode can be obtained quite simply. In addition we assume only
a single band to contribute (one-component plasma). Consider deviations p; of the
electron charge-distribution from its equilibrium value py. Then, the total charge dis-
tribution

p(r,t) = p+ + po + pr(r,1) (6)

will be the source of an electrical field
divE(r,t) = p1(r,t)/eo, curl E(r,t) ~ 0. (7)

Due to charge neutrality po +p, = 0. In addition, the charge— and current density must
obey the continuity equation

w +divj(r,t) =0 (8)
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where j(r,t) = p(r,t)v(r,t) and v(r,t) denotes the mean velocity of the electrons. Fi-
nally, we need an equation to link the electron-velocity to the electrical field. In a
hydrodynamic-like description this equation reads (see appendix Al):

mo n(r,t)% + grad P(r,t) = —en(r,t)E(r, ). (9)

For low frequencies local thermodynamic equilibrium would hold and P(r,t) = 2E/3V =
2¢pn(r,t)/5 is the pressure of the electron gas (at constant temperature, 7 = 0). For
small amplitude oscillations, | p; |<<| po |, Wwe obtain

n082

[% +7]i(r,t) = E(r,t) — Bgrad p1(r,t) (10)

mo
v accounts for additional damping processes. Actually, plasma oscillations are a high
frequency phenomenon so that the correct value for g is different from B,,4 = v%/3. In
the “random phase approximation” which is valid for r, < 1 Brpa = 3v%/5 [2,4]. Eq. (10)
is a generalization of the Drude-theory to inhomogeneous fields.

Assuming wave-like behaviour of all fields, e.g., pi(r,t)  expli(qr — wt)] and E, j || q,
we obtain for the plasmon-dispersion

wbp(Q)Z\/w§+5q2=wp{1+2—§2q2+...]. (11)

Bulk plasmons are, thus, longitudinally polarized charge—density waves. For neutral
Fermi-systems (w, = 0) like liquid 3He the collective mode is a low-frequency phe-
nomenon with sound-like dispersion w = cyq, co = vr/V/3.

For small wave vectors, the stability of the plasmon is obvious from Fig. 3: the
decay into a single electron-hole pair is forbidden by conservation of momentum and
energy! Decay into several electron-hole pairs, however, is not excluded, yet as a higher
order process it leads only to a small transition rate. For larger wave vectors the
plasmon dispersion enters the particle-hole continuum and can decay directly into a
single electron-hole pair (Landau-damping). Thus, the plasmon is expected to disappear
as a well defined excitation beyond a critical wave-vector q. ~ kp.

II. D. Interaction with Electromagnetic Fields

It is clearly not feasable to work with the complete microscopic Maxwell-equations
for real many particle systems. It is possible, though, to use “macroscopic fields” so
that the Maxwell equations still retain their form and to construct reasonable approxi-
mations. For an introduction see Wooten [12], whereas, the state of the art of dielectric
description of matter is layed down by Kirshnits et al. [13].

In a first step, one decomposes the charge and current densities into “external” and
“system” or “induced” quantities.

p(rvt) = pe.’L‘t(rat) +pind(r7t)a j(r;t) :jext(rat> +jin(i(r7t)' (12)

Here the adjective “external” merely refers to the control, not to the location of the
sources, i.e. we assume that they are not effected by the fields induced in the system.
Instead of peyt,jes: One often uses E..;,B..:, the external fields in the absence of the
system charges.
For time-dependent fields, there is only but one independent “matter field”, j;.q(r,t),
- the charge density is already fixed (up to a constant) by integration of the continuity
equation.
apind(ra t)
ot

Instead of j;.a(r,t) one often introduces two other fields P, M, the polarization and
magnetization, by requiring

+ divjind(rv t) =0. (13)

B OP(r,t)
Ot

Jina(r,t) + curl M(r,t),  pina(r,t) = —divP(r,t). (14)
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Equations (14) automatically fulfill the continuity equation for the system charges. Such
a decomposition is particularly useful for quasistatic fields for which P, M were originally
constructed. In addition, one tacitly assumes that curlP = 0. For high frequencies,
however, the decomposition of the current in terms of polarization and magnetization
currents is ambiguous and one may put M = 0 without loss of generality! In this “gauge”
D = ¢E + P, B = ugH and the Maxwell equations become particularly simple:

_ 0B(r,t) - . OD(r,t)
curl E(r, t) — T , curl B(I‘7 t) = o <.]erct (I‘7 t) —+ ot s (15)
diUD(I', t) = pewt(ra t)? d“} B(I‘, t) = O

To specify the system under consideration, the Maxwell-equations must be supple-
mented by “material” equations, which - like (10) - link j; or P,M to the external (or
total) fields. On a phenomenological level, this can be achieved by

D(r, ) = coeE(r, ) = €0 / / e(r,r',t — ) B, ¢)d*r dt (16)
or by the inverse relation

1
E(r,t) = —& 'D(r,t) // e, o/t — ) D, t)dr dt’ (17)
60

€0

where e~ !(r,r’,t — ¢') denotes the kernel of the operator é~! which is inverse to &.
For infinite, homogeneous systems, e(r,r’,t — ') is solely a function of r — ' and the
Maxwell-equations can be simplified by Fourier-transformation.

3 W
B - [ | E(q,cu)ei(qr-““d@j;Z, D(q, ) = co <l <)B(,)

(18)
—1 w 3
// —(iqr—wt) 43, dt, // r, t (=) @Prt.

To solve the following set of algebraic equations,

igx E(qw) =iwB(q,w), iqxB(qw)=po(jert(q,w)—iwD(q,w)),

. , (19)
ZQ'D(q,W):pezt(qvw)v Zq'B(qvw):()’

it is convenient to decompose all vector-fields into longitudinal and transverse compo-
nents with respect to wave vector q, i.e.

E(qw)=E,+E; = (E . l’lg)ng +ny X (E X ng) (20)
with unit vector n, = q/ | q |. Even for homogeneous and isotropic systems, like Jellium,

the reaction of the charged particles with respect to transverse and longitudinal fields
is different, i. e. e(q,w) is still a tensor with two different principal components ey, ;.

D(q7 LU) = €0 €(q7 LU) E(q7 LU) = 6056((17 W)Ef + €ot (qa w)Et (q7 LU) (21)

£0(0,w) = £,(0,w) is the “optical” dielectric function e(w). The solution of (19) is given by

—i
Dy(q,w) = " pext(q,w), Di(q,w) = €oet(q,w) E¢(q,w),

—i et (q, w) P W jext(q, w)
Equ)= ——"2 0 Ei(q,w) = ) (22)
d(qw) eoce(q,w)q’ t(qw) o[c? ¢? — w?e¢(q,w)]
1
Bﬁ(qvw):()v Bt(qvw): ;qXEt((‘bw)

The longitudinal component of the external current satisfies (je,: — iwD), = 0 which is
equivalent to the continuity equation. Apparently, B is purely transverse. For non-
relativistic particles, retardation effects may be neglected, hence, the electrical field is
almost longitudinal. Furthermore, for slab geometries, D is identical with ¢yE..;, the
electrical field without the system-charges.



In the hydrodynamic description the required dielectric functions are easily obtained
from the Fourier-transformed equations (7,8,10)

w? w?

b p
ee(qw) =1 ot — B er(q,w) =1 St (23)
Parameters v, 3 can be used to fit the measured bulk losses and plasmon-dispersion. In
the high density limit r, < 1, Brpa = 3v%/5 which will be used as a reference. &;(q,w)
is identical with the standard Drude theory. Due to the singular structure of the
denominator for the transverse fields in (22), this approximation will be sufficient in
most cases.

The situation is more subtle for the longitudinal dielectric function. Clearly the
hydrodynamic ¢,(q,w) does not properly include particle-hole excitations which requires
a microscopic theory, i.e. a kinetic or quantum treatment. Explicit analytical results
were first obtained by Lindhard (see [2,4] and appendices A2,3), Fig. 4.

Causality requires that the kernel e(r,r’,t—#') = 0if ¢ > ¢, i.e. the system cannot react
before the pertubation is turned-on. This “trivial” property has deep consequences: In
Fourier-space, ¢;(q,w) is an analytic function in the complex w—half-plane 3w > 0 which,
in turn, leads to the Kramers-Kronig relations:

1 o0 !/ 1 [ee) !/ _1
%Et<q,w)_1:_ﬁ{ Sela.w) ggt(q,w):__ﬂ( Refaw) =1, (o

T oo W—w T J_ o w —w
Symbol “P” denotes “principal value integration”, which is a prescription how to eval-
uate the singular integrals.

The Kramers-Kronig relations (24) are strictly valid for the transverse dielectric
function only. Here, D is the response on the pertubation E. For longitudinal fields the
situation is opposite. p..:, or equivalently D, plays the role of an (arbitrarily prescrib-
able) pertubation rather than E. Hence, e~!(r,v/,t — ') = 0 if ¢ > ¢ is a causal function,
and ¢, '(q,w) is analytic in Sw > 0 and, correspondingly, the Kramers-Kronig relations
read:

1 1 S @ 1 1 o R -1
i _7( @ g 5 _ __f s@w) g (25)

eo(q,w) T)oo W —w eo(q,w) T) o W—w

But, why is e/(q,w) not “as good” as e;'(q,w)? ¢,'(q,w) may well have a zero in
Sw > 0 so that its inverse would have a pole at just this frequency. Obviously, ¢/(q,w)
wouldn’t be analytic in Sw > 0 which, by “backshooting” kills causality between the
longitudinal D-response and E-pertubation. Eq. (24) is correct for transverse fields
whereas (25) holds for longitudinal fields! In mathematical terms: The operator é has
a zero eigenvalue (with “transverse eigenfunction”) so that its inverse does not exist.
Likewise for é~! and longitudinal fields. To describe the longitudinal response it is best
to introduce a (longitudinal) susceptibility x(q,w) as it is done in microscopic treatments

S = as = R = 20
x(q,w) denotes the Fourier-transform of the density response function [2,4,12,13]
x(r,r't—t') = *%9(1? — ) ([N (r,0), N, 1')])) (27)
which is related to the dynamic form factor S(q,w) by
e 1 1
x(a,w) :/0 S(q’w/)[h(w —W)+id hw+w) il )

1 ~
S(q,w):52| (m | NI |0)|? 6(hw — Ep + Eo), w > 0.

| m), E,, are the exact many-body states and energies, Q is the volume, and N(r,t) is the
density operator. Clearly, the poles of x(q,w) are identical with the excitation energies
of the many body system.
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Figure 4. Real part (solid lines) and imaginary part (dotted lines) of the Lindhard dielectric function.
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Figure 5. Location of singularities of x(q,w) in RPA. The branch cut describes the particle-hole
excitations whereas the poles correspond to the plasmon-mode.

With the aid of (24,25) and the high frequency behaviour of ¢(q,w) — 1— (w,/w)? one
can prove the following sum rules|2,4]

o -1 > 0
wS dw:/ w Se(qw) dw = —w?. 29
e te= ) @ satam =g 29

Due to the translational symmetry of Jellium, the ¢ = 0 limit of the exact dielectric
function is identical with the Drude-result in the absence of scattering

er(0,w) =e(0,w) =1— —Z. (30)

III. BULK PLASMONS
III. A. Dispersion, Life-Time, and Oscillator Strength

A collective excitation always corresponds to a possible oscillation of the system
in the absence of an external field. Apparently, the dispersion relation ws,(q) of these
modes is given by the poles of the density response function x(q,w), or equivalently, the
zeros of g/(q,w):

x(q,w) = oo, or :ei(q,w) =0. (31)
Bulk plasmons are purely electrical waves, B = 0.

Causality warrants that the solutions of (31) are located on the real w—axis or in
the lower w—half-plane when continuing y(q,w) analytically to Sw < 0.

w=uwy(q) —i'(q), T(q)=h/7>0. (32)

where 7 is the plasmon life-time. Well defined collective modes are only those solutions
with I << w,, Fig. 5.
The solutions of (31) lead to peaks in the loss-function

PO(qv w) =g Eé(q OJ) (33)

which describes the power dissipated by the external field, Fig. 6. Branch-cuts cor-
responding to the particle-hole excitation continuum may lead to peaks in the loss-
function which will be hard to distinguish experimentally from “true” collective modes.

In the small-q limit the dispersion is parabolic and their line-width is zero for
q < q. ~ w,/vr within the kinetic or RPA theory. If the pole is close to the real w—axis
we may write

RZ(q) T(q) —SZ(q) [w —wip(9)] |, "
PR R (549
Oe(q,w)

AR 0w ) YT wip(q),

R](qv w) =

9
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where Z(q) is the residue of the pole which is the plasmon-oscillator strength. P;,.(q,w)
describes the “incoherent” background contribution of the particle-hole excitation con-
tinuum. If $Z(q) << RZ(¢) the plasmon line-shape is lorenzian with width T'(¢). Due
to the sum-rule (29), Z(q) is largest at ¢ = 0, and decreases with increasing momen-
tum transfer. Thus the plasmon is the dominant feature in P(q,w) at low momentum
transfer.

ITI. B. Fundamentals of Electron-Energy-Loss-Spectroscopy (EELS)

Spectroscopy of plasmons requires the interaction with electromagnetic fields, either
by radiation or with charged particles like fast electrons. As plasmons are longitudinal
polarized they don’t couple directly to transverse electromagnetic waves. An almost
ideal tool, are fast (but nonrelativistic) electrons, which interact quasistatically via their
Coulomb-field “flying” with them [2,5-9]. We follow Fink [9] on “recent developments
on electron-energy-loss-spectroscopy”.

The geometry of an EELS experiment is shown in Fig. 7. In the Karlsruhe-
spectrometer of Dr. Fink (now at IFW Dresden) the primary energy is Ey = 170keV
which corresponds to ko = 228.44-1. The scattered electrons are analyzed with respect
to energy- and momentum transfer. Small ¢’s require very small scattering angles, i.e.

for ¢ = 1A~ the scattering angle is 4mrad ~ 0.25°. Decomposition of the scattering wave
vector into components parallel and perpendicular to the incoming beam reveals

q) = ko(hw/2Ey), q1 ~ kosind, (35)

with ¢* = ¢f +¢7. Optimum resolution of the instrument is achieved at lowest beam
current (15nA4, beam cross section is 0.5mm after passing the monochromator): AE =
80meV, Ag = 0.04A7! (full width at half maximum).

The basic quantity measured is the differential cross-section which, as usual, can
be factorized in an atomic form factor (=Rutherford cross section) and in the structure
function S(q,w) which contains the dynamics of the system [2,5]. Instead of S(q,w)
EELS—spectroscopists prefer the loss function Py(q,w).

d*o 4 h 1
de(hw) a%(fl S(q7 W) (71'(13)2 q2 0(q7 W) (36)

The EELS cross-section decreases with increasing momentum transfer. For X-ray scat-
tering the situation is opposite, yet EELS-resolution is much better.
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III. C. Experimental Results

In the last two decades plenty of experimental and theoretical work has been per-
formed on the dispersion of plasmons as well as on other excitations in metals. In
particular, the simple metals like Al and the alkali metals (apart from Li) are regarded
as nature’s closest realization of Jellium. In these metals, band structure effects are
expected to be small so that exchange and correlation effects may be studied. For a
survey on other materials see Raether [7].

Fig. 8 shows, as an example, the measured excitation spectrum of Al. In order of
increasing energy the features of the spectrum are: an interband transition at 1.5¢V, the
surface plasmon at 7eV (oxidized surface), the bulk plasmon at 15¢V, multiple excitation
of plasmons, and the L soft X-ray threshold at 72.5¢V etc. With one instrument,
E[il]l the elementary excitations from the near IR to the soft X-ray region can be studied
8].

Results of a high resolution ELS study of the bulk plasmon dispersion with respect
to the absolute value and orientation of the transferred momentum in an Al single
crystal are shown in Fig.9. The dispersion has been observed to be biquadratic in ¢
with unique parameters over the entire ¢ range up to the cut-off wave-vector, in contrast
to earlier studies as summarized e.g. in [7].

h 2
oy (@) = oy + a(mi) + Bg*. (37)
0

However, substantial deviations from the RPA result arpa = 2ep/hw, = 0.44 have been
found: a.,, = 0.30. Beyond the cut-off ¢. (indicated by an arrow) the plasmon still exists
but with an increased line-width.

Plasmon dispersion in the alkali’s seems to be even more puzzling, Fig. 10. Pre-
vious measurements of plasmon-dispersion in simple metals always showed a positive,
quadratic dispersion. Rb is the first metal with almost no dispersion at all. The de-
viations become even more pronounced in the case of Cs which exhibits a negative
dispersion. Deviations do not only occur with respect to the RPA, but to improved
theories as well, Fig. 11. Particularly, the deviations increase with r, and indicate the
increasing influence of correlation effects in the metallic regime. One might interpret
the negative dispersion in Cs as an incipient Wigner-crystallization of the electrons.
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Figure 10. Plasmon dispersion for polycrystalline K, Rb, and Cs (a-c). From v. Felde et al. [15].
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The construction of a reasonable approximation for the interacting electron gas
in the intermediate coupling range is a long standing problem. Deviations from the
RPA arise from the neglected exchange and correlation as well as from the periodic
crystal potential, which, both reduce o with respect to the RPA result. Up to 1986
the theoretical results, e.g. [16-17] converged to the result diplayed in Fig. 11 by the
solid and dashed lines. Remarkably, the results of these ambitious many-body theories
agrees very well with a kinetic theory when the many-body interactions are included
by a standard density functional description, appendix A2, where

0.0034r2

=1-10.092r; + —|.
a/OszA 0.092r +1+7“s/21

(38)

Stimulated by the experimental results by v. Felde et al. [15] several groups ob-
tained a qualitative improvement. Taut and Sturm [18] considered the combined effect
of exchange-correlation and crystal potential and Lipparini et al. [19] worked out a
sum-rule approach taking multipair excitations into account. Kollwitz and Winter [20]
and Aryasetiawan and Karlson [21] calculated the density response function within a
LDA formalism. The Cs-density of states resembles those of a transition metal, Fig 12.
Thus, the heavier alkalis are not free-electron—like metals!

Fig. 13 gives the “in-plane” plasmon dispersion at 300Kin BiySroCaCus0Og - one of
the new high 7. superconductors [22]. The most important bands are essentially formed
by the occupied orbitals in the Cu — O plane. Those with the largest overlap being the
Cu 3d,2_,» and the O 2p,, O 2,y orbitals forming a quasi two-dimensional tight-binding
bandstructure

E(k) = —%t [cos(kxa) + cos(kya) (39)

with ¢ ~ 1.5V and O — O distance a = 3.84. Approximating the matrix elements in the
RPA dielectric function, A3, by their free electron values (=1)

e? d3k AFE
where AF = E(k + q) — E(k) the plasmon dispersion becomes in the ¢ — 0 limit [22]
1 3 1
Fuwpp(q) = \/(hwp)2 + é(ta)Qq2 [5 + 50054(4 , (41)

where ¢ is the angle between q in the 2 —y plane and the = axes. Other parameters are
€00 = 4.5, m*/my = 1.7, ng = 9 x 102tem=3. There is a remarkable good agreement with
experiment.
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III. D. Acoustic Plasmons in a Two-Component Fermi-System

A Fermi-system with two (or more) different types of mobile charge carries e.g. a
transition metal with s and d electrons exhibits two distinct collective charge density
excitations: a high frequency “optical” plasmon and a sound-like “acoustic” plasmon.
The dispersion of these modes, in the limit ¢ — 0 and in absence of scattering, is given

by [23,24],
Wopt(q) = \/%2)1 + %2;2 + O(q2)>
W1271ﬁ2 + wggﬁl (42)
wac(Q) = —w2 T2 .
pl p2

wp; and B; denote the plasma frequencies and dispersion coefficients of the components
j=1,2.

In contrast to optical plasmons, which are well-established experimentally, their
acoustic counterparts have not yet been unambiguously identified, e.g. [25]. Neverthe-
less, there are several speculations in serious journals about their relationship to the
“old high T.” superconductors, e.g. NbzSn [26].

Analogous to plasmons in a one-component Fermi—system the dispersion of acoustic
and optical plasmons is obtained from

<<':(qa w) =1+ Hl(qﬂ w) + H2(qv w) =0, (43)

where I1;(q,w) denotes the polarization of the individual components. In the hydrody-
namic description (23), we obtain

e(qw)=1-— L - L ) 44
( ) wlw+in) — 1?2 wlw+iv) — B2q? (44)

For 4; = 0 the two branches of the solutions of (43) are given by (41). Results of
a numerical study within a kinetic theory are displayed in Fig. 14. Notice that the
acoustic mode is overdamped near ¢ = 0 and its oscillator strength is very small.



IV. SURFACE PLASMONS
IV. A. Concept of a Surface Plasmon

The concept of surface plasmons was introduced by Ritchie[28] shortly after the
discovery of bulk plasmons in metals. In recent years surface plasmons have been
observed in a wide range of materials using both electron and photon spectroscopy.
In addition, significant progress has been made towards a systematic use of surface
plasmons as a diagnostic tool to investigate the surface charge profile of metals. For
surveys see, e.g. Raether [29].

Suppose an electron gas confined to the half-space » < 0 with a smooth electron
charge distribution near the metal-vacuum boundary, Fig. 15. If an external field acts
on the plasma boundary it will induce a charge which is concentrated near the surface,

p(r,t) = R| expli(gez — wst)]d(z) |, (45)

where ¢, is the wave number and wy, the frequency of the surface charge density wave.
For metals, the “spill-oft” of the charge density across the geometrical boundary
2 =0 is of the order of 1/kr ~ 14, so that a macroscopic description may be sufficient
for a qualitative understanding of surface charge density wave.
The charge oscillations are in turn the sources of electromagnetic fields. In partic-
ular, we are looking for “evanescent” waves, i.e. fields which decay exponentially from
the surface. First, div E demands:

E(r,t) = R|(aA,0,igA)e't=rwt gz (46)

where ¢, is the same in both half-spaces but the amplitudes A, and decay-constants
a = +ay are different. Second, the wave equation requires

AE + (%)2 (WE=0, ¢¢—a%= (%)%i(w), (47)

and, third, we have to respect the boundary condition at z = 0:

Cont'inu.ity of E,: —a Ay =a_A_| (48)
Continuity of D,: o€+ Ay = qre_A_.
Nontrivial solutions for A, of (48) require the determinant to vanish
aye (@) +a_ep(w) =0, (19)
A A
z z e(o)

d(Z)> B

)

X
) n metal ¢(®)
el

\

Figure 15. Electron charge distribution (left) and electromagnetic field (right) for a plasmon at a
plane surface.
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or, when using the relation between oy and g¢,:

VB = CPer() e (@) + /a2 = (5)e-() 4. (w) = 0. (50)

This equation may be solved for ¢, as a function of w

Cwy e We )
q923 - c 2€+(UJ)+€_(CL))7 (51)

which is a true solution only if Re, /e < 0.
For a Drude-metal bounded by a nondispersive dielectric ¢,, we have:

c 1, ¢
=4z |1 - —(—)qu...], G << wp/c
(@)=3 Y° { 2w ’ (52)
Wsp\Qx Wy 1 Wy 72
1+6b|: ( ) (1+6b) 9 :|7 dx >>(J.)p/C.

Core-polarization effects in the metal can be taken into account by rescaling w, —
wp/\/ETOW c— C/\/Q, Ep — Eb/EOO'

The phase velocity of the surface-plasmon is always smaller than the speed of light
in the adjacent dielectric. Thus, without participation of another system which may
take-off momentum the surface-plasmon cannot decay radiatively. Even the decay into
other surface-plasmons of smaller energy is not possible. Any structural feature which
breaks the symmetry of the plane surface, however, may give rise to coupling: surface
roughness, phonons, grating-rulings,... (For the discussion of “radiative plasmons” see
Raether [29].)

The discussion of surface-plasmons can be alternatively presented as a problem
of optics: Does the (inverse) reflection problem have an outgoing solution for vanish-
ing amplitude of the incoming field?[30,31] For p-polarized light the standard Fresnel
formulae for the reflection of light at a plane surface are [32]:

_ tan(a — ) sin(«) I e_(w)
P tan(a+ B)’ sin(8) ' er(w)’

(53)

R, denotes the amplitude reflection-coefficient and «, 3 are related by Snell’s diffrac-
tion law which is a consequence of the continuity of ¢, at the boundary. (Formally,
these relations are valid for complex o and 8, too.) In the limit of vanishing incoming
amplitude a nonzero outgoing wave is only possible for R, = oo, i.e. a— 3 = 7/2 or
cosa = —sin 3. Using tana = ¢,/q1. = —n, and ¢% +¢2 = (w/c)%e; immediately leads to (51).
(a =7m/2 —ia’). In addition, we notice that R, =0, i.e. a+ 8= /2 is just the condition
for the Brewster-angle.

Standard optics for metals as well as for semiconductors is based on the assump-
tion that only transverse electromagnetic waves can propagate in the material. At
frequencies comparable with the plasma-frequency the inertia of the conduction elec-
trons prevents instant screening and, besides the transverse electromagnetic waves, a
longitudinal plasma wave can propagate inside the metal[31].

An elegant formulation of the reflection properties is by using the surface impedance
Z

» (in units of \/ug/eo ~ 377Q)[32].

Zp — COS Qv

R = =
p(ow) Z, + cosa

(54).

For p-polarized light, incident from the vacuum at an angle o from the surface normal,
the surface impedance is given by[33]
2

E.(-0) 1 2iw > dgq, q> q;
% H,(-0) 27F< c >/—oo g {(w/C)Qﬁz(q,w) - (w/e)?er(q,w) — ¢?

where ¢® = ¢2 +¢?, ¢. = wsina/c. Eq. (55) is valid for a sharp surface and if the electrons
are scattered specularly at the surface.

(55)
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The surface plasmon dispersion is obtained from the pole of (54)

Result (56) includes many previous results for the sharp-barrier approximation.
For example, in the local approximation e,(q,w) = &;(q,w) = e(w) (51) is obtained. If
retardation is neglected by letting ¢ — oo in (56), only the term involving the longitudinal
dielectric function remains,

da- [ g %
¢ [w(q,w) i ee(q,w) — (cq/w)? ] (56)

2q, [~ dq.
1= - 57
™ Jo ¢elqw) 57)
which, in the hydrodynamic approximation and small wave vectors becomes Ritchie’s
“classic” result [2§]

w ) 3 v
onl) = B 14 @ i ], =55 o 59

Historic Remark: Before the discovery of the ionosphere, Zenneck and Sommerfeld
[34] set-up a theory for the long distance propagation of radio-waves over (conducting)
earth or sea-water of just the same type as given by (45-51), (as cited in [31]).

IV. B. Surface-Plasmon Spectroscopy

As the phase-velocity of the surface plasmon is always smaller than the velocity of
light in the adjacent dielectric (or vacuum), surface plasmons cannot directly be excited
by light. There are, however, two tricks to overcome this problem [29].

(a) Use of periodic surface structures. If there is a line-grating in the surface with
spacing d the photon with frequency wy, may pick-up momentum K,, = 2rm/d, m =
0,+1,£2,... from the surface: ¢, = wosina/c + K,,. If (g.,wo) is on the dispersion
curve, a surface plasmon may be emitted. The latter can decay and, thus, power is
absorbed from the reflected beam. Radiative decay with momentum transfer K, is
also possible and lead to additional diffraction peaks which were first observed by
Wood}35] as early in 1902. (As cited by Ritchie et al. [36]).

(b) ATR (attenuated total reflection) or prism method. At the boundary of a dielectric
with refractive index n light with frequency w, is totally reflected if the angle of
incidence, «, satisfies sin @ > 1/n, Fig. 17. In this case, there is an evanescent
wave outside the dielectric propagation along the surface with wave-vector ¢, =
n(wp/c) sin a in perfect analogy with the surface plasmon. Photons in evanescent
waves have n sin o times larger momentum than in vaccuum! The range of accesible
wave vectors is wg/c < ¢z < nwy /c.

Methods using periodic surface structures were first applied to metals where the
plasma-frequency is in the UV region. It has not yet been possible to produce grating
distances of the same order as the wavelength of light so that only but a small part of
the dispersion curve near the light line has been accesible. These experiments, however,
have been performed with high accuracy and even then small zone boundary gaps have
been observed, Fig. 16. For doped semiconductors, on the other hand, the plasma-
frequency is in the IR region and the full excitation curve has been investigated [37].

The ATR technique has two main advantages over the grating technique. (1) The
surface of the sample is not destructively disturbed. (2) In the weak coupling limit, i.e.
when the gap between the sample and the prism is large enough, the frequencies of the
reflectivity minima directly yield the surface plasmon dispersion, Fig. 17.
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Figure 16. Dispersion curve of surface-plasmons in Al and Au by a concave grating for varying angles
between entrance and exit slits. Upper inset shows a zone-boundary gap, lower insets gives a Feynman
diagram of the creation and radiative decay of the plasmon. From Ritchie et al. [36]
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Passage of high energy electrons through a metal has already been discussed in con-
nection with the spectroscopy of bulk-plasmons, however, the influence of the surfaces
has been neglected. Fig.7 shows that, at normal incidence, the momentum transferred
parallel to the surface is hq, = hko# The angles 3 and ¢ are related by

tan 8 = 0/0ap, Orr = AE/2E, (59)

where E, is the kinetic energy of the primary electrons. If § surpasses 0,z the angle
B quickly approaches 90° so that large ¢, are easily possible. However, details of the
light-line requires high angular resolution. Here photons are a more suitable tool.

The loss-function for a metal foil of thickness d and area A imbedded in a dielectric
with permeability ¢, (at normal incidence and neglecting retardation) is [29]

N ~1 2q. [e(w) - €b]2 sinz(‘*’T‘z) COSQ(“’TCé)
raes J{ (@'t dwe | T T I (%0

with qud qid
Li(w) =¢e(w)+ ep(w) tanh(T), L_(w) =¢e(w) + ep(w) coth(T). (61)

¢ = + (w/v)? (g = q1). Energy losses inside the (infinite) dielectric boundaries are
omitted.

With decreasing film-thickness the surface-modes at both sides become coupled
and split into two modes with different frequencies. The zeros of L. define the coupled
surface-plasmon frequencies (in the nonretarded limit).

€ — 6((4)) _ €q“"d
e +e(w) e (62)

For a Drude metal imbedded in a dielectric we have for ¢, > w,/c

w
w4 (qJ) = \/ﬁ\/ 1+ €_Qxd. (63)

The plus/minus sign correspond to a symmetric/antisymmetric mode in which an excess
charge at one side of the surface is accompanied by an excess/deficiency of charge just
opposite at the other side of the slab. The splitting into two modes can be neglected if
¢zd/2 > 1. In the case of 50keV electrons this condition means 6d > 102 (d in A and 6 in
degrees).
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Experimental results for Al are displayed in Fig. 18. Contrary to the sharp barrier
result (58) the expected steep increase is not observed. Bennet[38] was the first who
realized that the surface plasmon-dispersion is sensitive to the surface-charge density
profile. A “soft’ boundary decreases the linear term in (58), which can even become
negative.

There is extensive literature devoted to the study of spatial dispersion and a diffuse
surface electron profile on the plasmon-dispersion curve at a metal surface. For a survey
see [41]. For small wave-vectors (but still ¢, > w,/c) the surface-plasmon is of the form
(58). The coefficient a; is the centroid of the induced surface-charge density [42-44].

75 26p(z) dz

Joo on(z)dz (4

ay = —

(8p(2) = d(z), Fig. 15). In the absence of impurities or phonon scattering a, results from
particle-hole excitations (Landau-damping).

Angle resolved inelastic low-energy electron reflection scattering has been used for
alkali films [41,45], Fig. 19. For all alkali metals measured the dispersion coefficient a; <
0. At the frequency of the surface plasmon oscillation the induced charge is outside of the
geometrical boundary, thus, the surface plasmon-dispersion is negative. Feibelman[44]
has shown from microscopic considerations that, similar to the nonlocal description in
the bulk in term of longitudinal and transverse dielectric functions, nonlocal surface
effects can be expressed in terms of two surface response functions d, (w), dj(w) which
only depend on frequency. Remarkably, w,,(0) does not depend on the surface charge
profile and, thus, is a bulk property of the metal.

[ Fo]r Ag, on the other hand, a; > 0 and, a strong azimutal anisotropy is observed
45-48].
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V. PLASMONS IN SMALL PARTICLES AND CLUSTERS
V. A. Multipolar Plasmons

In recent years, small particles have received growing attention because of their
interesting physical properties and technical importance. For an overview see e.g. [49].
Concerning the interaction of a transverse, monochromatic plane wave with a single
spherical (metallic or dielectric) particle, the basic theory has been developed by Mie
and Debye more than 80 years ago [50], see [32]. The analogous problem for longitudinal
(electric) fields, however, received attention much later in connection with electron—
energy-loss spectroscopy [51].

The system under consideration consists of a metallic sphere of radius R imbedded
in a dielectric host with dielectric function e,(w). The metal inside the sphere will be
either described by the Drude-function with ep(w), or within a hydrodynamic theory.

In a local dielectric description the total potential ¢ = ¢4 + ¢ear fulfills the Poisson-
equation, A¢ = —peui/eoe, SO that ¢;,q is related to ¢e.e by

Bina(x,0) = (7 = 1) et + f ). (65)

f(x,w) is a regular solution (except on the surface) of the Laplace-equation, Af =0. In
terms of spherical harmonics, this function is represented by

Fom(r,0) = C{7() B(R — 1) ()" + CF™ (@) Or — R) () (66)
Coeflicients C; and Cy are determined by the requirement of continuity of the tangential
component of E and normal component of D at the surface of the sphere. As a result,
we obtain

mn £+1 cl — ex ¢ 1 ex
PR o) = —afad o (R)(F) + (o - 1)emm)

ind cl —1 jext Ry 1 1 ext (67a,b)
reR: o= —of g omd( )+ (o - 1)e).

The key quantity is the classical multipolar polarizability (divided by R?¢*+1)

cl €met (W) — €n(w)
) @ ) o
¢=1,2,.... For a spherical void filled with a dielectric (a noble gas “bubble”) eer,en
have to be interchanged.

The eigenfrequencies of the collective modes can be obtained from the poles of (68).
For a metallic particle with a Drude-dielectric function, imbedded in a nondispersive
host these modes are known as Mie-resonances.

__ Y
)
1/14—[%161

As pointed out by Ekardt [52], the classical result has several deficiencies which
become important for particle diameters 2R in the range of 2nm or less. For instance,
according to (69) there is always a pronounced dipole resonance at w; = w,/v/1+ 2ep,,
but this structure disappears in a quantum treatment for small radii. For ¢ — co, (69)
approaches the surface-plasma frequency of an infinite plane metal-vacuum boundary,
we — wp/vVI+en, whereas in quantum theory it becomes overdamped and effectively
disappears.

A qualitative similar behaviour is obtained in a hydrodynamic description, where
the collective excitations are determined by the transcendental equation [53-55]:

we = (69)

jeri(kR) ¢ K2

; - 20+1)e
Je-r(kR) 1 g2 4 2 oD

(70)
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where j,(x) denotes a spherical Bessel-function and

kK?=p72 [w(w +iv) — wi], K = wg/ﬂ. (71)

The solutions of (70) fall into two classes:

(a) Surface-modes (wy < wy, €=1,2...).
These modes correspond to imaginary values of k so that the induced charge density
is concentrated near the surface. For large spheres, jo11/jo-1 — —1, yielding w, of
(69). With decreasing sphere-radius, w, increases and eventually reaches w, at a
critical radius R, and becomes a bulk mode.

(b) Bulk-modes (wy > wp), a = (I,v).
k is real and the charge density oscillations are spread over the whole particle
volume. For ¢ = 0, the solution of (70) is given by kR = z;,, where z,, is the v*
positive root of j,(z) = 0. From a graphical discussion, we deduce that the modes of
higher multipolarity are lying in the intervals z,41, <k R <xy_1,+1. As k R increases
from zero to infinity, the left hand side of (70) has first order poles at z,_;, whereas
the right hand side is positive and finite. The bulk modes are thus labelled by
¢ =0,1,... and an additional index v = 1,2.... To a first approximation, we have
kR~ x4 1,41, which (for £ >0 and R > R,) leads to

W A~ —i7/2 + w, \/1 + (”:E“ )% = (7/2w,)? . (72)
The ¢,v dependence of the collective modes is analogue to the bulk-plasmon disper-
sion. For ¢ =0, which is known as the breathing mode z,_; 4 is replaced in (72)
by z1,. In plasma physics the bulk modes are known as Tonks-Dattner resonances
[56]. In thin metallic films they can be excited optically by p-polarized light [57]
(¢>1).

V. B. Spectroscopy of Cluster—Plasmons and Experimental Results

At present two different experimental techniques are used to study the electronic
excitations of small particles: Electron-energy loss spectroscopy (EELS) and scanning
transition electron microscopy (STEM) [58]. EELS controls the momentum transfer
whereas STEM controls the impact parameter.

In an EELS experiment the scattered electrons excite multipolar modes up to ¢ ~ ¢R,
where R is the radius of the particles so that the analysis of cluster—loss-spectrum
is far more complicated than for plane surfaces. As a result, for the dielectric and
hydrodynamic description the loss-functions are [55]:

e 1 _ (R¥-1 -1 [>,
Put(@0:) = e e T e Ty
- | (73)
1 1 €met — €n [Je(sR)7?
+ R} (— - 20+ 1)(0+1 [ '}
<6h em,ei&) €=1( )( )emet + HTIEh sR

s=|a|= /g% +(£)2 v is the electron velocity. In (73) ene: and e, may have arbitrary

frequency dependencies. An approximate result has been given before by Ashley and
Ferrell [59]. For void in a metal the loss function is simply obtained from (73) by
interchanging ¢, and e,,.

2 R -1 -1 [
ot (o) = {2 — | rar)
hydro(dL,w) hﬁ2v26052\y 3 €(s,w) * €h /R meny

e2 o{(é( I 1)2 BR? & (2041 x s Je(kR) je—1(sR) =k je-1(kR) je(sR)

Q3
hr2v2e, s,w) K283 — Jo

1 ¢ . 1. sSep—1 1 .
X (e—h H—ljefl(SR) - 5]2+1(SR) + el EEJZ(SR))}—F

2

¢ Ll _N\Ex 2 Ju(kR) . L.
mzvz%s{(eh )5 e+ 7 MsR)x(eh e (sB) EDml(sR))}
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e(s,w) denotes the longitudinal wave-vector dependent dielectric function of the bulk
metal in hydrodynamic approximation (23). The first and second terms of (73,74)
within the curly brackets represent the contributions inside and outside the particle,
whereas the other terms describes surface excitations.

Results for potassium clusters in MgO are displayed in Figs. 20. (The loss functions
have been divided by the prefactor of (73) and R3/3 so that the result is dimension-
less). Experimentally, the volume-plasmon half-width of 7y = 0.6 €V [60] is considerably
enhanced in comparison to its bulk value (0.24 eV) [15]. In contrast to the dielectric
description, the maxima of the loss function show a considerable “blue-shift”, originat-
ing from spatial dispersion for small radii which is in qualitative agreement with the
experiment. The bulk-plasmon modes of higher polarity are resolved only in very small
particles and for low damping.

For large radii, R — oo, the loss-functions (73,74) converge to their infinite medium
results (when averaged on the incident directions): On the other side, for small radii or
small momentum transfer, s R — 0, we obtain:

e2 V(\[ial(w)} , (75)

P(QJ_,CU) = e

— =3
4mhv2eq 52

a1 (w) denotes the (electrical) dipole-polarizability.

Collective excitations on voids or noble gas bubbles in metals have also attracted
experimental as well as theoretical interest, e.g. [61-64].

The size-dependence of the surface-plasmon is still an open problem. In the past
there was a general agreement that the observed red-shift (with drecreasing size) is due
to the spill-out of the charge density whereas theories based on sharp surfaces gave a
blue-shift. For clusters imbedded in a dielectric host or voids filled with a dielectric, the
spill-out is reduced by the exclusion principle so that the assumption of a fixed boundary
condition seems to be well-justified. For small metallic particles in vacuum the correct
surface charge density profile must be taken into account and clusters eventually require
a full self-consistent quantum treatment[65].

How many metal atoms are needed to form a cluster which displays metallic be-
haviour? For Hg 25 atoms seem to be enough! [66-67], Fig. 21. The Hg atom has a

5d'%6s? closed shell electronic structure so that small clusters are dominantly van der
Waals bound. The width of the occupied 6s and empty 6p bands increase rougly propor-
tional to the number of nearest neighbors. Thus the band gap decreases for increasing
cluster size and becomes zero around N = 20.

For Na the evolution towards the bulk values of the plasmons in clusters comprising
from 8 to 338 atoms has been calculated by Yannouleas et al [68] who found an increase
of the Mie-plasmon energy from 2.7 to 3.2¢V. The latter value is close to w,/v/3.
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Figure 20. Energy-loss spectrum of K-clusters in MgO [60]. (Left) experimental results, (right)
hydrodynamic theory (74). Particle radius: R = 20A.
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Figure 21. Experimental Photoabsorption spectra of doubly charged H g clusters showing an abrupt
transition from atomic to collective, plasmon-like absorption as a function of cluster size. From Haber-
landt et al. [66].
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VI. HETROSTRUCTURES AND LOW-DIMENSIONAL SYSTEMS

A metallic heterostucture is an arrangement of different metals in close contact, i.e.
an array of metallic sheets in which there is a negligible charge transfer between the
components. In the limit of thick enough layers, one can treat the layers individually by
Drude dielectric functions (23) or hydrodynamic equations (10). Typically the thick-
ness of the individual layers lies in the range 100...50004. These structures resemble
semiconductor quantum-wells but little work by both theory and experiment appears
to have been done on their metallic counterparts.

VI. A. Interfaces

The simplest heterostructure consists of two semi-infinite metals bounding together
just in the same way as it was studied for the surface-plasmon in chapter IV. Apart
from the bulk and surface plasmons in each metal there is an interface-plasmon whose
dispersion is given by (51) where e4(w) are both Drude-functions with bulk-plasma
frequencies w,+, Fig. 22. Neglecting retardation the frequency of the interface-plasmon

is given by
2 2
wim:”w. (76)

For small ¢, — 0 w = w,— < w,+. Experimental studies on interface-plasmon excitations
in Cu/RbF/GaAs and Cu/Rb/Ge heterostructures were reported by Klauser et al. [69].

VI. B. Sandwich-Configurations

A metallic slab or foil of thickness d and dielectric function e(w) imbedded in a
metallic host with dielectric function e, (w) displays two interface modes with disper-
sions w4 (q,), Fig. 23. The plus/minus sign correspond to a symmetric/antisymmetric
configuration of induced charges at the interfaces. Neglecting retardation as well as
spatial dispersion these modes are determined by the zeros of L (w) of (61)

Li(w) =¢e(w) +ep(w) tanh(%i) =0, L_(w) =¢(w) +ep(w) coth(qITd) =0. (77)

Figure 22. Geometry (left) and interface-plasmon dispersion (right) of a metal-metal contact.
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Figure 23. Geometry (left) and interface-plasmon dispersions (right) of a metallic sandwich.

VI. C. Two-Dimensional Systems

Ritchie [28] first noted that the plasmon in a thin sheet has a square-root dispersion
(d — 0 for the “-” mode (77)). Stern [70] later derived the explicit dispersion relation
for the 2D plasmon (in the nonretarded limit but including spatial dispersion))

/ N,e?
r) = T 78
w2p(gz) 2m*epé(q, w) a (78)

where N; is the areal carrier density and ¢ is an effective dielectric function. For a MOS
configuration consisting of a semiconductor with dielectric constant e, an (SiOy-oxide)
insulator with ¢,, and thickness d, and a perfectly screening gate

(g w) = %[Esc(u}) 4 Cop(w)coth(dgy)]. (79)

Such 2D-plasmons have been observed in AlGaAs—GaAs heterostructures where the elec-

trons are confined in a very narrow potential well, see e.g. Heitmann [71], or Wilkinson
et al. [72].

VI. D. Two-Layer Systems

In a layered electron gas, the free charges are constrained to move on parallel planes
spaced by a distance d. Such a two-layer system was studied by Olego et al. [73] and
Yuh et al. [74]. Here, the plasmon-dispersion relation is quite different from that in 2D

or 3D plasmas
B N e? sinh(q)
wla) = \/2605Mm* cosh(qyd) — cos(qrd) (80)

e is the dielectric constant supporting the planes and ¢ = ¢, and ¢, are the in-plane
and normal components of wave vector q. For large separations ¢;d >> 1 the dispersion
reduces to that of a 2D plasma. For ¢ d << 1 the planes oscillate in phase and the
dispersion is 3D like. However, when ¢, # 0 the contributions from the induced fields
in different planes tend to cancel. Then (80) takes the distinctive linear dependence

w(q) = Q|\/ Nee? d (81)

2¢0epyym* 1 —cos(qrd)
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Figure 24. Dispersion relation for a two-layer plasma in GaAs — AlGaAs heterostructures. Solid and
dashed lines are evaluations of (80) and (81), respectively. From Olego et al. [73].

In this regime (g d << 1, g1 # 0) the response is most different from that in 2D or 3D
plasmas, Fig. 24.

VI. E. Superlattices

Superlattices are structures composed of alternating layers of different materials,
Fig. 25. Theoretical studies on superlattice plasmons and their spectroscopy were
reported e.g. by Babiker [75], Shi and Griffin [76], and Lopez-Olazagasti et al. [77].

More recently the theory of infinite metallic superlattices has found a new applica-
tion in the study of high 7, superconductors. These can be viewed as periodic arrays
of unit cells with a typical spacing of about 124, each of which contains up to three
closely spaced CuO, sheets. Even at these small separations, the electronic bands are

2D like [78,79].
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APPENDICES
A.1 Hydrodynamic Description

Following Bloch [80] and Jensen [81], the state of the plasma is described by the
density and velocity fields n(r,t), v(r,t), respectively. For the longitudinal response
the velocity field is irrotational, v(r,t) = —grad ¥(r,t), where ¥(r,t) denotes the velocity
potential. The equations of motion can be derived from the action principle

55 =0, S[n,¥] = /L[n(r7t)7\Il(r,t)] dt (A1.1)
with Langrangian L and Hamiltonian H

Ln, ] = mo/n(r, t)%—fdr - H (A1.2)

H= %/n(r)[grad\ll(r)]zdr—e/<I>+( )n(r)dr + 5471_60 // \r— S | d dr’ 4 Eg[n(r)] (A1.3)

where Ey[n] is the (exact) ground state energy of the interacting electron gas at (local)
density n(r) and @, (r) is the potential of the positive ion background.

We are interested in the small density oscillations of the plasma around it equilib-
rium density no. Correspondingly, we expand H[n,¥] around its minimum at n = ny,
¥ = 0. Therefore, this expansion begins with quadratic terms in n; =n — ny:

mo 32E0[ }
H:HoJr?/no[grad\Il( dr+§4m€0// |r— dd +2/ n2 n3(r)dr ...
(Al1.4)

Variation with respect to n(r,t) and ¥(r,¢), leads to

mo% + epi(r,t) — Pyny(r,t) =0, jt [mon (r,t)] — modiv[nograd¥(r,t)] =0 (Al.5)
with , 52 Egln]
n
Ay (r,t) = —;(—e)nl(r,t), Py = 8701% ol (A1.6)
In a local Hartree-Fock approximation (5)
3 3,
Bon()] = [ |2erln)] - e heln(o) | n(r)ds (41.7)
™
we obtain for the plasmon dispersion-coefficient
o @ - l 2 le k‘F
B = o Po=gvp — 5 . (A1.8)

As already noted in chapter 2, (A1.8) is not quantitatively correct so that g will be
used as a parameter to fit the experimental plasmon-dispersion. The reason of this
discrepancy lies in the roots of the hydrodynamic description itself which is correct
for small ¢,w, whereas, plasmons are a high frequency phenomenon. Nevertheless, the
description is based on conservation laws and contains the essential physics.

A2. Kinetic Theory

In a kinetic description the state of a (one-component) plasma is described by a
phase-space distribution function f(r,p,t) which obeys the Boltzmann-Vlasov equation

[82]
of __of . 9f
o0 tVay TFas = 1) (A2.1)
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v is the velocity of the particles with energy-momentum relation ¢(p) and F = —e(E+vxB)
is the Lorentz-force. For isotropic and elastic (impurity-) scattering the collision integral
becomes

1 1
10=2(the=1). =1 [ s, (422)
where 7 is the scattering time and (..) denotes the angular average on the momentum
directions.

Eq(A2.1) must be jointly solved with the Maxwell-equations which, in the qua-
sistatic approximation, reduce to

E(r,t) = —grad®(r,t), Ad(r,t) = f% [p4+ — en(r,t) + pest(r,t)], (A2.3)

where n(r,t) is the electron-density
n(r,t) = L/f(r t)d> (A2.4)
I - (27777/)3 7p7 p N
Next we consider small pertubations by the external field, A®.,; = —pest/€0,

f=fo+ f1, n(r,t) = no + ni(r,1). (A2.5)

fole(p) is the Fermi-function and n, is the equilibrium electron density. In linearized
form, (A2.1) can be solved by Fourier-transformation with respect to ¢,r, see e.g. [27]

(@, 1)+ ivafi(a,p 1) +iead Ly = (7)) (42.6)
P

In particular, in the absence of collisions (7 = o), we optain:

_ dfo qv, ___°¢
fl (qa b, t) - G(I)(I‘, t) aEP qv, — W’ q)(qa w) - €0q2 nl(q7 w)' (A27)
From (A2.5)
_ emgpr ). W 1+ (_qu)}
miap,t) =3 {1 2qon {1 —@5] [ (A2.8)

Exchange and correlation effects can be included in the same way as in appendix Al
(yet the kinetic energy has to be left-out)

52E,c[n]

—ed — —ed + 5”%

Near ¢ = 0 the plasmon dispersion is given by

3 n 62E,.[n)
w? = wl + [gv% + — 52 }qQ (A2.10)
In a standard local density approximation [11]
E,.[n(r)] = /Em[n(r)] n(r)dr,
(A2.11)
0916 , 1,2 5, 1
€xc[n(r)] = . 0.045 [(1 +z°)n(1 + x) + 5 % 3}.

r, is the density parameter and = = r,/21. As a result we obtain for the ¢*-coefficient
defined by (37), (A2.10)

(0%

(A2.12)

003472
—1— [0.092r5+ 0.0034r, }

QRPA 1+7“5/21
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agrees very well with the Vashishta and Singwi’ result [16]. For r, = 6, a/arpa = 0.35
and a = 0 at r, = 8.83. Nevertheless, the experimental dispersion coefficient shows a
much stronger r,-dependence as given by (A2.12).

As a result we obtain for the longitudinal and transverse dielectric functions (with-
out exchange and correlation effects but including collisions)[27,57]

w? —1 . .
€g(q,w):1_ﬁ% (l—tan Cl> |:1+i1(1_tan a)]
wlw 1 a a w a
" 3 [(1+a 7 (A2.13)
w +a
e 1 — p _ t —1 o 1
o) =1 et (o o)
with abbreviations
. qu 1 Lo
@@= LV = i (). (A2.14)
(w+17)? 24 1—iz

(A2.13) hold even for complex wave-vectors, Ima > 0, In(1) = 0.

A3. Quantum Self-Consistent-Field-Approximation (SCFA)

In the self consistent field approximation, the response of the interacting electrons to
a weak (scalar) external potential ®.,,(r,t) is approximated by a system of noninteracting
electrons, responding to the total potential ® = ®,,; + ®;,q4 [2,83].
p2

ﬂ =
2m0

+U(r,t) + V(r,t) (A3.1)

where U(r,t) is the periodic crystal potential and V(r,t) = —e®(r,t). The microscopic
dielectric (é-operator) is defined through

V=86 "V, Vewt = €V (A3.2)

In particular we consider a monochromatic external potential with wave-vector Q and
and frequency w _
‘/ext(r; t) = ‘/efct(Q7w)ez(Qr7Wt) + cc, (A33)

where Q = q+G and q is within the first Brillouin-zone and G is a vector of the reciprocal
lattice. Due to the periodicity of the crystal potential the induced charge distribution
additionally includes contributions from other reciprocal lattice vectors even if Q is
small (socalled local field contributions),

Vind(1,1) = Ving(Q,w)e @90 + 3™ V,0(Q, w)e ¥ 4 cc. (A3.4)
G'#£G

Q' = g+ G'. Reasoning along the same lines, the total potential in (A3.1) is coupled to
the external potential by (A3.2) which becomes a matrix equation

(I)ezt(q"" va) = ZEGG’(qvw) (I)(q+ lew)' (A35)
G/

For a crystal ega/(q,w) is the analogue of the Jellium ¢,(q,w).

Four steps are necessary to obtain the microscopic dielectric matrix [84,85]:

First, the correction of the electron density operator is calculated to first order in
the total field V(r,t), p = po + p1, where p, describes thermal equilibrium.

The induced charge density is obtained from n,(r,t) = Sp[p;(t)5(r — t)].

Poisson equation A®;,; = eny(r,t)/¢o.

—~
&
~—

o~
o T

(d) ®;,q[®] is a (linear) functional of the total potential. When writing @ = ®;,,4 + ®cur
in the form of (A3.5) the dielectric matrix can be read-off as
o 62 f(Ea) B f(EO/) —iQ'r ! i iQr
5GG’(qvw)_€oo(5GG’_GOQ|q+G|2§Ea_Ea/_h(w+i5)<a|e ‘a><a |€ ‘a>

(43.6)
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Q is the crystal volume and e, accounts for core- states not explicitly contained
in states numbered by «. For Bloch electrons a = (n,k), where n denotes the band
index and k the wave-number. For a review see Sturm [86].

In an EELS-experiment the observed response V(q+ G) has the same Fourier-com-
ponents as the pertubation V,,;(q+G). It is convenient to define a macroscopic dielectric
function

[Emacro(a+ Gw)] " = [ ggla,w). (43.7)
If local field effects are neglected
Emacra(q + Gu w) N EGG (CL w) (ABS)

(A3.6) leads to the Ehrenreich-Cohn result [83]. For free electrons the Lindhard-
function (see [2,5]) is obtained

elqw) = 14— (%)2{2% n- (o, [w] (R, {y +a? — 2:1 }

1623\ Ep 2x y— a2+ 2x 2x y+ a2+ 2z
(43.9)
where = = ¢/kr and y = h(w + i6)/Er. Explicit forms for the real and imaginary parts
may be found, e.g. in [2,4].

According to translational symmetry of the interacting electron gas, momentum is
conserved and &,(0,w) = 1 — (w,/w)? is an exact result. Therefore, the plasma frequency
as given by (1) is the exact bulk-plasmon frequency for Jellium at ¢ = 0. (A3.9) is
identical with the random phase approximation (RPA) which was worked out by Bohm
and Pines (see [2]) to solve the equation of motion of the density operator.

It is well known that the effects of collisions in a degenerate electron gas cannot
be taken into account merely by replacing w by w + iy in the (collisionless) Lindhard
function (A3.9). According to Mermin [87] the correct procedure is

(14 iy/w)en(q,w +iy) —1]
1+ (iy/w)len(gw +iv) = 1]/[er(q,w) = 1]

em(qw) =1+ (A3.10)

Because of the complexity of the many body problem, knowledge of the exact
dielectric function is still lacking. Approximate forms for the dielectric function are
commonly written as

v(q)x0(q,w)
- 1+v(q)G(q,w)xo(q,w)’ (43.10)

where v(q) = €%/epq? is the Fourier—transform of the Coulomb potential, x(q,w) is the
Lindhard—susceptibility (of the noninteracting electron gas), e/(q,w) = 1 — v(q)xo(q,w),
and G(q,w) is the socalled “local field function”. The latter describes the short-range
exchange and correlation effects which are responsible for the local depletion in the
density around each electron. In this scheme the self-consistent potential in (A3.1) is
given by

5L(qaw) =1

V= —¢e[Pest + (1 = G) Pind] (A3.11)

which leads to a self-consistency equation
P = Deyy + v(q) X0 [Pest + (1 — G)Pinal (A3.12)

from which (A3.10) is obtained.

In the RPA or standard SCFA, G(q,w) = 0, yet the pair correlation function g(r)
becomes negative at small distances and the compressibility sum-rule is violated [2,4,16].
Reasonable approximations for G(q,w) can be found in [16,17]. For instance, in the
Hubbard—approximation

L&

In today’s ab initio calculations exchange and correlation effects can be taken into
account within the local density approximation which, in most metals, leads to satis-
factory results, yet with enormous numerical efforts, see e.g. [20,21,88].
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A4. Bulk Loss-Function

To relate the inelastic electron scattering probability to the dielectric function we
start from the work done by a particle moving parallel to the z-axis with constant
velocity v = (0,0,v9) and impact vector ro = (x0,%0,0). According to the Maxwell-
equations (22) the electron charge distribution

Peat(r,t) = —ed(r — vt — 1) (A4.1)
leads to longitudinal field components

2mie )
Dy(q,w) = 75(&’ —qvo) exp(—iq.ro). (A4.2)

For fast but nonrelativistic electrons, the reaction of the dielectric on the electron as
well as contributions from E; and B can be neglected. The work done per unit time by
the electron is given by

AW
W - jezt(rat)Eind(rat)d3r7
= —evE; (vt + ro,t), ) (A4.3)

2imew 1 d3qdw
= — —_— 7—1 p—
/ €0q> [6z(q7w) 0@ = gyvo) (2m)*

The real part of ¢/(q,w) is an even function with respect to frequency and, therefore, it
drops-out from (A4.3). As a result we obtain

3 w
W= [ [rer@o i) (A14)
with o2 .
P(q,w) = oh Im{— m] d(hw — hq)vo). (A4.5)

The loss-function P(q,w) can be interpreted as the rate for excitation of “photons” with
energy hw and momentum g.
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