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Chapter 1

Introduction

Normal modes have proven to be a very fruitful concept within the framework of mechanics
and field theory. The understanding of the phenomena that occurs in many-body systems
relies deeply on the knowledge of the properties of these modes. Normal modes are char-
acterized by well-defined quantum numbers (or, classically, by conserved quantities). The
number of normal modes is related with the number of degrees of freedom of the system.
They evolve as quasi-particles and provide a manageable way of solving the interaction of
many-body systems with external probes. Any possible state of the system can be expressed
as a superposition of normal modes. This is the reason why they are so useful. Normal
modes are not only found in many-body systems. Systems with few degrees of freedom can
also display them. A textbook example consists in two pendulums coupled by a spring (see
Fig. 1.1). This system has only two degrees of freedom since we can specify completely
its state using two generalized coordinates. For this purpose we will use the angles that
form each rod with the vertical direction. If the system is in a normal mode there will
be no exchange of energy between degrees of freedom. Hence, the oscillation amplitude of
both pendulums will be constant. Two normal modes can be found and are represented
in Fig. 1.2. The existence of normal modes in an electron gas can be discussed within
Classical Electrodynamics. One of the most simple models that contains normal modes is
the following one. Lets consider a non-magnetic, infinite and isotropic medium, made up of
an homogeneous electron gas embedded in a neutralizing positive background, that is also

homogeneous.

In this system the normal modes will be traveling waves with a well-defined wave-vector



Figure 1.1: Pendulums coupled by a spring.
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Figure 1.2: Normal modes of a system made up of two coupled pendulums.



k and frequency w. These traveling waves have associated fields E , 13, ﬁ, Pind, * -, with the
same time and spatial dependence. The response of the medium to an external field can
be taken into account through a dielectric function. Since the dielectric function will relate
the fields E and D associated to the same wave, the dielectric function will also depend on
k and w.

This system presents two types of normal modes. A type corresponds to transverse
electro-magnetic waves that propagate through the medium. Their wave-vector is perpen-

dicular to the electric field and their dispersion relation is given by the equation
“e(w, k) — k* = 0. (1.1)

The other type are longitudinal polarization waves. Their wave-vector is parallel to the

electric field and their dispersion relation can be obtained from
e(w, k) =0. (1.2)

It is well known that transverse electro-magnetic waves can propagate even in vacuum. On
the other hand, polarization waves can only exist in material media. So, we consider that
these are the normal modes of the electron gas. Microscopically, a polarization wave is an
oscillation in which all the electrons of the gas participate. For this reason such a wave is
also called a collective mode.

The most simple dielectric function that contains this phenomena is the Drude dielectric

function

4rne?

ew)=1- (1.3)

mw?
that implies a free-electron approximation. It can be useful to study the normal modes of
simple-metals in the large wavelength limit. It is the appropriate limit for any dielectric
function at £k = 0. Anyway, even for simple-metals the interaction of the electrons with
themselves and with the ions must be taken into account to obtain good results for shorter
wavelengths. In this equation n stands for the electronic particle density, e is the electron
charge and m is the electron mass. It is a local dielectric function because it has no
dependence on the wave-vector k.

If we apply Eq. 1.2 then the frequency of normal modes is

4rne?
2
wp=— - (1.4)




The Drude dielectric function can be expressed in terms of w,
2
e(w)=1-—2. (1.5)

Quantum mechanics plays a key role in the study of the normal modes of the electron
gas. The valence electron density in solids ranges from 1022 to 10%* em 3. For these values
of n, wy lies in the region of optical frequencies. As a consequence, the discretization of the
energy due to Quantum Mechanics will be easily observable using energetic probes. Taking
this fact into account, we define plasmon [1] as the quantum associated with a normal mode
of the electron gas.

Until now we have considered bulk modes, that is, three-dimensional polarization waves.
If, instead of infinite, the medium is semi-infinite we also have surface modes. The number
of modes is reduced because now traveling waves have to fulfill a matching condition at the
surface. Some of the missing bulk plasmons are replaced by surface plasmons, but anyway
the number of modes is reduced.

It will be supposed that the charge density of the electron gas, when there are no
plasmon modes, is the same as the one of the positive background, although this is a rather
crude approximation. Within Classical Electrodynamics, the polarization related to surface
modes is found mainly in the surface plane and their dispersion relation comes from the

equation

e(w, B) = —1, (1.6)

that follows from the continuity at the surface of the normal component of the field D and of
the parallel component of the field E. Also, the normal component of the charge current ;
must be 0. If the Drude dielectric function represents the material we obtain the frequency

of the surface plasmon
_ Y

Wep = .
Sp \/5

These dispersion relations have no dependence on k. As mentioned earlier, we can only

(1.7)

trust these results in the long- wavelength limit. A dependence on k can appear in several
ways. Sometimes the geometry of the system produces a dependence on the wavelength
even if a local dielectric function is used. This is what happens in the case of the surface

modes of a slab. Using the Drude dielectric function the dispersion relations for the two



possible solutions for longitudinal waves are
w2
Wi = 7”[1 + %], (1.8)

More frequently, the dependence on k comes from the use of a non-local dielectric function
such as the RPA or the Linhard-Mermin dielectric functions.

In the previous lines we presented the most simple model that includes normal modes.
This has lead us to suppose that, if there are not plasmon modes, everywhere the electron
gas has the same charge density as the neutralizing positive background, even at a surface.
In practice, at a surface there exists a selvedge region where the electronic density decreases
smoothly. Instead the positive background finishes in an abrupt way. In many calculations
additional modes are found when the selvedge region is modelized properly. These modes
are called multipole plasmon modes and its frequency for small k lies between 0.8w, and
Wp.

In spite of its simplicity, this model follows the same general procedure as the majority
of calculations that have been done. A response function must be available. From it, the
properties of plasmon modes can be deduced: dispersion relation, lifetime, cross section for
production of a plasmon and in which conditions it will be a well-defined collective mode.

To have a good knowledge about plasmon modes is important because there are several
areas where this concept plays an important role. Without being exhaustive, we can mention
some ones: photo-emission yield [2, 3] (See Ref. [4] for experimental data of aluminium),
non-local corrections to Fresnel equation [2, 3], influence of roughness on reflectance [5] (See
Ref. [6] for experimental data of aluminium), light emission from rough surfaces [7], light
emission from STM [8], transmittance of thin films [9] and dynamic image potential of a
charged particle [10, 11, 12].

An historical overview can be found in Chapter 3 and in Section 6.1. Also, a summary
of the main publications on the subject can be found in Ref. [13]. We will just mention here
a few works that had a decisive influence on the development of the subject. The concept
of surface plasmon is introduced by Ritchie in 1957 [14]. He used the hydrodynamical
approximation to predict certain energy losses that fast electrons suffered when they crossed
thin metal films. This losses where observed experimentally by Powell and Swan in 1959
[15].

Two major advances took place at the early seventies. Bennett shows how important is



to use a realistic model of the selvedge region [16]. In that case, the dispersion relation of
the surface plasmon modes in the large wavelength limit turns out to have a negative slope.
Moreover, additional plasmon modes appear with higher order multipolarity (the density
fluctuation of surface plasmons is monopolar). For this reason they are called multipole
plasmons. On the other hand, Feibelman introduces an important function that will be used
later in a greater number of calculations [17]. It is the centroid of the density fluctuation and
he is able to relate it with many physical observable, like the surface photo-electric yield,
the linear coefficient of the surface plasmon dispersion, the electronic lifetime of adsorbate
vibrations or non-local corrections to the Fresnel equation [2]. After several unsuccessful
attempts, Bennett’s result about the dispersion relation of surface plasmons was confirmed
experimentally in 1989 [18] and a year later the existence of multipole plasmons was detected

[19].

Nowadays the most common technique used in theoretical calculations is the time de-
pendent local density approximation (TDLDA). It has been used to obtain information
about plasmon modes in clusters [20], surfaces [19], slabs [21], parabolic quantum wells [22]
and overlayers [23]. In these references the jellium model is used for the ionic background.
For this reason, results are restricted to simple-metals or materials which have a similar
electronic structure. Some theoretical efforts have been made recently to incorporate the
more relevant effects due to the ionic structure [24, 25]. This would allow to treat also

d-metals.

On the experimental side, conclusive results have been obtained for simple-metal surfaces
[19], except for aluminium [26]. In these last metal EELS experiments show no sign of the
multipole plasmon, unlike other simple-metals. Now the interest of experimentalists is
focused on systems with a reduced dimensionality, such as overlayers [27] and chains [28],

and on the properties of surface plasmons at d-metal surfaces [29].

RPA sum rules [30] were used at the beginning to study nuclear giant resonances. Later,
they were applied successfully to investigate plasmons in simple-metal clusters [31, 32, 33,
34, 35]. Another technique based in the RPA, the Local RPA [36], was used to study this
system [37]. Sum rules provide a method to obtain an average response of the system
to a given external perturbing operator. If this operator is local, as it usually happens,

the calculations that have to be performed are very similar to the ones of the Local RPA



method. Moreover, Local RPA can be considered as a method to find a local operator that
can be used successfully as external operator in a sum rule calculation. More recently, the
sum rule method was employed also for an infinite system: a simple-metal surface [38]. It
was shown that a careful treatment of the Coulomb energy in the calculations was the key
step that allowed to extend the formalism to infinite systems. The work contained in this
thesis can be considered as the logical continuation of these studies.

The objective of this work is to perform an alternative study of plasmon modes in
systems with plane symmetry. There are still some aspects of this problem to which no
conclusive answers have been given. The sum rule approach has some advantages over
more sophisticated methods. This allows to address us some questions that are not easily
answered using other methods. Limit cases, such as low momentum or step density profile,
can be worked out often because results are analytical in many cases. Also, the observability
of the modes can be discussed since the different contributions to the total energy can be
analyzed on their own. Moreover, we will see that the numerical results obtained show
an agreement with experimental data comparable to that of more involved methods, like
TDLDA. This is due to the fact that realistic models for the density profile, the kinetic
energy functional or the exchange and correlation functional can be employed. Therefore,
the main motivation of this work is to exploit all these advantages to accomplish our goal.

The contents are organized in the following way. In Chapter 2 we expose the sum rule
formalism in a general way and some previous findings are commented in Chapter 3. This
formalism is applied to study plasmon modes of simple-metal surfaces in Chapters 4 and 5.
The Local RPA formalism is discussed and its application to simple-metal slabs is presented
in Chapter 6. Finally, the main conclusions are summarized in Chapter 7. The relationship
between atomic units and other systems is discussed in Appendix A and the expressions of

the sum rules of the operators employed are given in Appendix B and C.






Chapter 2

The sum-rule formalism

The spectrum of a many-body system gives detailed information about the response of
that system. It can be obtained using formalisms like the RPA or the TDLDA, that involve
heavy numerical calculations and whose results are not always easy to interpret. Moreover, a
detailed knowledge of the ground state is needed for the calculation to be done. This means
that one-particle wave functions should be found previously, preferably in a self-consistent
way.

Instead, valuable information can be obtained evaluating only some sum rules. In this
way, it is not necessary to calculate the spectrum. This approach has been successfully
applied to different systems such as nuclei [30], clusters [32, 34, 37], surfaces [38, 39, 40, 41]
and thin films [42]. In many cases sum rules allow a calculation of the global properties of
the response of a system to an external excitation operator, like the centroid or the width of
the spectrum, with RPA precision. In fact, sum rules should not be regarded as a formalism
on its own. They are just useful quantities that can be calculated in the framework of any
many-body formalism (usually RPA).

Average results can be very useful if they are obtained from an operator such that it
produces a unique and well-defined peak on the spectrum. In this case mainly one collective
mode is excited and many properties of this mode can be found from this operator. Often
the results are analytical and connections with macroscopic or hydrodynamical models can
be easily made. Another advantage is that semi-classical approximations can be used easily
to describe the ground state or some terms of the Hamiltonian. As a consequence, a sum-rule

calculation is very economical in a computational sense.



In this Chapter the main features of the sum rule approach will be exposed in Section
2.1. Section 2.2 will treat on how to evaluate the main sum rules. Some interesting quan-
tities involved on this evaluation will be analyzed in Section 2.3. Finally, some simplifying

approximations will be discussed in Section 2.4.

2.1 General equations

Excitation spectra of many-body systems can be analyzed in terms of the moments my(Q)

of the strength function Sg(F) for a given external excitation operator Q):

SQ(E) =Y 6(E — hw,) [(n|Q[0)[? (2.1)
n#0
mi(Q) = /0 T B So(B)AE = 3 (hwn)* |(n]Q0) 2, (2.2)
n#0

where |n) stands for the n-th excited state, wy, is its energy and the ground state is repre-
sented by |0). Although no particular requirements can be deduced from these definitions,
we can restrict ourselves to certain kind of operators. In first place, if sum rules are going to
be evaluated with RPA precision, we only need to consider one-body operators. The states
of the RPA spectrum are excited by these type of operators. As a consequence, we can try

only one-body operators for @ if our goal is to obtain RPA precision.

Q= Z qua;r;aq- (2.3)

The @ operator usually represents a physical process and so it must be an observable. Nev-
ertheless, sometimes a non-hermitian operator can be chosen for mathematical convenience.
This can be done when, due to the particularities of the problem that we are trying to solve,
results are the same with a non-observable operator than with the observable built from
this operator by adding its conjugate. Later on, we will see that this is what happens in
systems with plane symmetry. In these cases we can take the operator that yields simpler
calculations.

Finally, when all the forces between particles are velocity-independent we can take Q) to
be a local operator, that is, an operator of the form

A

i=1

10



where the subindex ¢ runs over all the particles of the system and R; stands for the position
operator of each particle. The whole system has A particles. The key part of the sum-rule
approach is finding a function ¢ in such a way that the operator ) built from it excites
mainly one collective mode. In this case the average spectral properties of the response to

the operator @) given by

— ml
EF=— 2.5
o (25)
2 mo mq 2
o=t (T (2.6)
mo mo

can give useful information about that mode.
The odd moments (with & > 0) can be expressed by multiple commutators of ¢ with
the Hamiltonian H [30]. Using the completeness of the states |n), a simple manipulation of

Eq. 2.2 leads to
m(Q) = ${ellQ", [H,Q1)Io) (27)

m(Q) = S (ollQ H). [, [, Ql)|%) 23

In these expressions the uncorrelated HF ground state |¢) is used instead of the correlated
RPA ground state. There is an equivalence theorem by Thouless [43] that states that the
result is exactly the same for both ground states when there are not density-dependent
forces in the Hamiltonian H. If there are density-dependent forces in the Hamiltonian, the
theorem must be generalized. It can be shown that the theorem can also be applied when
the density- dependent parts of the Hamiltonian do commute with Q. If this condition is
fulfilled, it is safe to use a HF ground state when density-dependent forces are present. In
fact, the expectation value of double commutators is not very sensible to the details of the
ground state and further approximations can be done in this direction.

No equivalence theorems exist for the even £ moments because these are very sensitive
to ground state correlations. This is the reason why rather than evaluate mg and meo and

substitute the values in Eqs. 2.5 and 2.6 it is better to define the following energies

m(Q)

E = —~~ 2.9
that can be used to set bounds to the values of E and ¢ [30] using the 1
E| < E < Es, (2.10)



1
0<o?< Z(E?% — E}). (2.11)

The m_; sum-rule is calculated in a different way because, unlike m; and msg, it can not
be expressed as the expectation value of a set of commutators. It can be seen [44] that this

sum-rule is closely related to the static polarizability

m (@) = 50(Q) (2.12)

This allows to evaluate the m_q sum-rule using the result of a constrained HF calculation
with RPA precision.

If we want to know the energy of a collective mode we have to find an operator that,

ideally, excites only that mode. In this case the Egs. 2.10 and 2.11 are satisfied with equal

sign and we can take either F3 or E7 as the energy of the mode. In practice, F3 and E; will

2 as a test on how appropriate is our operator. It is not

not coincide and we will have to use o
essential to calculate E; if comparison with previous results (experimental or theoretical)
indicates that the operator does not mix different modes although then E3 would be, strictly

speaking, just an upper bound to the energy of the centroid.

2.2 Evaluation of sum rules

From now on we will assume that our system is an electron gas placed in a positive ionic
background whose geometry we do not specify yet. Also, atomic units will be used through-

out. The Hamiltonian of this system is

H = Hy + Ho + Hyo+ Hy, (2.13)
where
Hy = % / ) dPr, (2.14)
H. = / {ﬁ(F)vI(F) 4 %ﬁ(?) [ / |7f(_f2,| d%/] } &, (2.15)
Hao = [ el (2.16)

In metal systems, the term Hj, the Hamiltonian of the ionic background, can be omitted
because it commutes with the external excitation operator. In the case of simple-metals, the

valence electrons are so delocalized that even such a simple model for the ionic background as

12



the jellium model can be employed successfully. The function v;(7) represents the potential
created by this background. The one-body operators n(7) and 7(7) are, respectively, the

particle density operator and the kinetic energy density operator and are defined by

(2

A
A =Y 6(F — Ry) (2.17)
=1
A — - -
) =) Pid(F—R)P (2.18)

1

The HF ground state |¢) is a slater determinant of plane waves. Its one-particle wave
functions will be noted as ¢;. Taking this into account directly in Eq. 2.7 allows to find
my in a straightforward way. Only the kinetic part of the Hamiltonian contributes to the

sum-rule. The result, for a local one-body operator @, is
1
my =5 [ 1) P, (2.19)
where @ stands for the velocity field

Vq(7) (2.20)

U

and the ground state particle density

!

() = (oln(

<

A
o) = Z s (7). (2.21)

In an analogous way, we can define the ground state kinetic energy density as

A

(@7 (M) =D [Vei(7)|*. (2.22)

i=1

7(F)

To calculate mg from Eq. 2.8 is a formidable task. It is simpler to define the following

scaled state

In) = eMHQ|g), (2.23)

where 7 is the scaling parameter. It can be seen, by a simple substitution, that the following

equation is fulfilled
=17 i) (220
m3—23n277 M) 1n=0- .
The expectation value (n|H|n) can be put in terms of (n|7(7)|n) and (n|n(7)|n). On the

other hand, these two brackets can be expanded on 7 around the ground state value.

(nla(Pn) = n+nna(7) +1’na (@) + -+, (2.25)

13



(n[#(@n) = 7 + 071 (F) + P2 (F) + - - (2.26)

Using now Eq. 2.24, m3 can be given in function of just the coefficients ni, ns and

7?/
/{TQ —|—n27" —i—/’_, dgl

L) ﬁf@“ n(Em(

In the next section the physical meaning of the quantities ni(7) and 4(7) will be discussed.

V(7)Y d3r. (2.27)

Substituting Eq. 2.23 in Eqgs. 2.25 and 2.26 the following expressions are found

n = (¢|[n, [H, Q] |9), (2.28)
= (0l [, 11, Q) 11, Q) |6) (229)
= (ol [[7, [H, Q] [H,Q]] ). (2.30)
Their evaluation leads to [45]
ny = —Vi(nui), (2.31)
no = —%Vi(nlui), (232)
Ty = %T{—uk(vkviui) + (Vjui)[viuj + Vju,‘]} +

(Vi) [V ()] +

i(vm)(vjvkuk)[vzuj + Vjuz] (2.33)

In these expressions, V; means the Cartesian i-coordinate derivative and a sum over re-
peated indices is understood. The expression for 7 is complete only if 7 comes from the
Thomas-Fermi approximation. If 7 is obtained from the one-particle wave functions then
an additional term should be included to take into account the centrifugal kinetic energy
[34]. Inserting these results in Eq. 2.27 one obtains at last the ms sum-rule.

As the m_; sum-rule is proportional to the static polarizability, it can be calculated
with RPA precision from a constrained HF calculation similar to that used to find the one-
particle wave functions. The difference is that now the Hamiltonian has an additional term

representing a small disturbance produced by the excitation operator @)

H' = H - )Q. (2.34)

14



The constrained ground-state, that depends on the small parameter A, is labeled as |\).

The m_1 is then obtained using a similar expression to that of Eq. 2.24
1
m-—1 = _—<)"H’)\>‘)\—O- (2.35)

This equation, unlike Eq. 2.24, is not very usable by itself because the coefficients of the
series involved in its calculation do not have explicit expressions and therefore have to be

calculated in the frame of the same formalism as the ground-state.

2.3 Transition density and velocity field of a collective mode

Some quantities involved in the calculation of m3 have an interesting physical meaning that
allows to compare sum-rule results with those of hydrodynamical or macroscopic models

[44]. The transition density, defined by
nF = (k|a(7)|¢), (2.36)

plays a key role in the description of vibrations in quantum mechanics. Any wave-packet
can be described as a superposition of the ground-state |¢) and some excited states |k).
The time dependence of this state is

B(t)) = |¢) + D cilk)ye F/m, (2.37)
k

If we assume that the coefficients ¢, are small, the expectation value of the operator n(7)

is, up to first order,

(@@O)R(F)|@ (1) = n(F) + D erld|a ()| k)e™ M. (2.38)

k
The time dependent term represents the density fluctuation of the wave-packet. Lets assume
that an external excitation operator has excited only one state. For this case, the equation
reveals that the profile of the density fluctuation produced by an excited state is proportional
to its transition density.
Now we will consider the coefficient n; that can be obtained from Eq. 2.31. It is clear,
from Eq. 2.25, that it is the first-order approximation to the density fluctuation of the scaled

state |n) in relation to the ground state but, moreover, can provide an approximation to

15



the transition density as it can be seen taking a close look at the following sum-rule

= > he(gla(®)|k) (k|Q)- (2.39)

k40

Taking advantage of the completeness relation the following equation is deduced from Eq.
2.39

m,(7) = %nl(F). (2.40)

If the operator @ excites only the collective mode |k), m, is proportional to the transition
density defined by Eq. 2.36, showing that n; is also proportional to the transition density
if @ is a proper operator. Another magnitude with a well-defined physical meaning is the
velocity field i, previously defined in Eq. 2.20. To see the reason for this name, the current

density operator must be defined as

~

2, ~

A N
Z[ —R) +6(F—R)P|. (2.41)

l\.')lr—l

From this operator, the sum-rule

m(7) = S (Bl7 (IR (k|QI6) (2.42)

k0
can be build. Again, when @ excites just one mode, only one term contributes to the sum

and this is found to be proportional to the transition current density

FOR = (k1)) (2.43)
Using once more the completeness relation one can obtain from Eq. 2.42

mz () o< n(7)a(F). (2.44)
Because this sum-rule is proportional to the current density, this last expression means that

i is the equivalent of the velocity field of the hydrodynamical models.

2.4 Semi-classical approximations for the evaluation of sum-

rules

The most accurate application of the method consists in the use of self-consistent one-

particle wave functions in Eq. 2.21 to calculate the particle density and in Eq. 2.22 for

16



the kinetic energy density. Nevertheless, the particle density obtained from semi-classical
calculations does not differ greatly from self-consistent results although all the shell effects
will be averaged. It is even possible to use an analytical approximation for this density,
allowing to express the sum-rules in analytical form. In any case the sensitivity of the
results on the choice of the ground-state is very low.

Once an appropriate particle density is fixed, a kinetic-energy density can be obtained
using a local density approximation like the improved Thomas-Fermi-von Weisdker func-
tional given by

12

3 (5223508 4 O (2.45)

7—:1_0 8 n

[ is taken to be 0.5. With this value the functional works best in the limit of rapid density
oscillations while 5 = 1/6 would be valid for slowly varying oscillations. For the exchange

and correlation, Slater- and Wigner-type LDA expressions will be used

1/3
€on = —z (%) nt/3 (2.46)
and Wigner
1/3
_ a(4mn/3)*/°n (2.47)

ceor = T b(drn/3)1/3 + 17
where a = 0.44 and b = 7.8. It should be stressed that although the exchange and correlation
interaction is treated in a purely local way, non-locality is included in the kinetic energy
because the local density functional is used only through the exact expression given by Eq.
2.33. A completely local 79 could be calculated taking Eq. 2.45 as the definition of 7 for
Eq. 2.30 but this would be a poorer approximation.

Until this point neither the geometry of the system nor the structure of the positive
background have been settled. In the following chapters it is assumed that the system has
plane symmetry and, as a consequence, the electronic density n will only depend on the
z coordinate. The jellium model will be used to describe the ionic background. In this
model the positive charge of the ions is smeared over the whole volume of the system with
constant density. This description is appropriate in the case of simple-metal systems, where
the band effects are small and can be taken into account just introducing an effective mass
for the electrons. Improvements to the jellium model can be made [41] and give essentially

the same results for simple-metal surfaces.
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Chapter 3

Review of previous results

In the following, the main concepts that have been worked out in the past are presented
briefly. Our historical outline only includes the main milestones in the subject and more

detailed reviews can be found elsewhere [2, 13, 26, 29].

Ritchie [14] was the first to point out, in 1957, the existence of the surface plasmon mode
in a work about the energy loss of fast electrons passing through a metal slab. Although
this prediction was made within the hydrodynamical approximation, three years later Stern
and Ferrell [46] also found this mode. A little earlier, in 1959, Powell and Swan [15] could
verify experimentally the existence of this mode, using an electron energy loss spectroscopy

(EELS) study of aluminium and magnesium surfaces.

Some major theoretical advances were made at the beginning of the seventies. Bennett
[16] implemented an electronic profile that, although it was not completely realistic, included
surface diffuseness, in an hydrodynamical model. The density fluctuation of the surface
plasmon was known to be monopolar but he discovered two unsuspected features: the
existence of higher multipolarity surface excitations, later called multipole plasmon modes,
and the negative slope of the dispersion relation for low values of the transfered momentum
(in the case of the monopolar surface plasmon). In this way, the importance of a correct

description of the ground state became clear.

On the other hand, Feibelman [47], also using a diffuse density profile, performed a

microscopic RPA calculation of the excited states of a metallic surface. He was the first to
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recognize the importance of the following function

[ zon(z,w)dz

dlw) = [on(z,w)dz’ (3:-1)

that represents the centroid of the density fluctuation associated with a plasmon mode.
Feibelman was able to relate this function to many surface properties [2] like the surface
photo-electric effect, the image plane of a charge, the energy transfer of excited adsorbate,
the Van der Waals force, the inelastic scattering of electrons, non-local corrections to the
Fresnel equations or the dispersion of surface plasmons. In other words, the function d(w)
characterizes the dynamical response of the system.

The response function of a semi-infinite system oy (w) can be defined in terms of the
potential induced by an external field. Lets consider that the metal is placed at the z < 0

zone. If the external field creates a potential given by

—

¢ezt(7?7 t) = Ak,weikﬁekz7 (3.2)
then the induced potential takes the form, far away from the surface,

¢ind(F’t) = _Ak,wei ﬁak(w)eik'z' (33)

This response function can be expressed in terms of the centroid in the following way. First,

we express it in an alternative form [26, 48]
ag(w) = /ek25n(z,k,w)dz. (3.4)

Expanding Eq. 3.4 in the small k£ limit the relation that we were looking for is obtained

€(w)—1

(W) = e(w)+1 (1 + €

2¢(w)
(w) +

1kd(w)) . (3.5)

This formula was also stated by Harris and Griffin [49] and Flores and Garcia-Moliner [50].

The response function given by Eq. 3.3 is sometimes called the image charge and plays
a key role in more than one approach [26, 39] to the problem of the collective modes of
a surface. A plasmon mode is defined by the poles of the response function, so that an
infinitesimally small field will be enough to excite a mode. A close look at Eq. 3.5 allows
to see two different possibilities for the existence of a collective mode. The most obvious

pole corresponds to the surface plasmon and is given by the equation ¢(w) + 1 = 0. In the
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particular case in which we consider a Drude response of the electron gas, the well-known

dielectric function

ew)=1--L (3.6)

can be used to find the frequency of the surface plasmon. It leads to the result w2, = w?/2.
Taking this reasoning a little further and assuming that the variation of the centroid with

w is slow at the frequency w,/ V2, the dispersion relation

w(k) = wsp [1 - d(ws,,)g] (3.7)
can be deduced. Another possibility for a pole structure in the response function is a pole
in the real part of the function d(w). In this case we have a multipole plasmon. In general
d(w) has also an imaginary part, due to the presence of dissipative forces.

Hydrodynamic models are not sufficiently reliable for predictive purposes [16] and further
work was done, using microscopical methods, in order to fix the sign of the slope of the
dispersion relation and the existence of multipole plasmon modes, but the results were
inconclusive. An RPA calculation [51], that used a step potential to obtain a diffuse density
profile, confirmed Bennett’s result, while others, also within the RPA, using the infinite
barrier method (IBM) indicated a positive slope [52, 53]. This is not surprising because
the IBM model is not very trustworthy in the long wavelength limit due to the unphysical
condition that it imposes on the metal-vacuum interface.

The experiments that were being done at that time did not throw much light on the
subject. The experimental study of surface electronic excitations is based either on optical
methods or on the inelastic scattering of electrons. The first method has the drawback
that, as surface plasmons are not optically active, a coupling with the electro-magnetic field
has to be generated. For this purpose, a grating coupler or the attenuated total reflection
method can be employed. However these methods are limited to large wavelengths, where
retardation effects are important. Shorter wavelengths can only be achieved by inelastic
scattering of electrons. Therefore, the first experiments used high energy EELS (the energy
of each electron was of the order of 50 KeV) and were performed over thin films [54, 55].
This technique has the advantage that also bulk excitations can be probed, allowing for
a complete investigation of the system. Unfortunately, the equipment used was oriented

towards the study of bulk modes and had no facilities to check the cleanliness and order of
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the surface. Different signs for the slope of the Mg surface plasmon were obtained and this
discrepancy was ascribed to the roughness of the surfaces and to the possible presence of
contaminants [56, 57]. Other experiments were done, by first time, over well-defined single-
crystal surfaces [58]. The metal chosen was Al and the technique used was the inelastic low
energy electron diffraction. These experiments were more surface-oriented because the lower
energies (100 eV) of the electrons that makes them interact mainly with this part of the
metal. The Al(001) face showed a negative slope, not like the Al(111) face that presented
a positive slope. Nevertheless these results were far from conclusive because very different
curves could be adjusted to the experimental data, allowing for other interpretations, and
little credit was given to them.

In 1974 Feibelman [59] presents an RPA calculation based on a self-consistent calculated
ground state that gives a negative slope of the dispersion relation. In Eq. 3.7 it can
be seen that the sign of the slope depends mainly on the position of the centroid d(w).
A hand-waving argument can be given to explain it. The electric potential associated
with the density fluctuation of the surface plasmon is peaked at the centroid position and
decreases more sharply for large momentum. The surface diffuseness creates a dipole electric
field at the surface region with the negative charge facing outside the metal. In ordinary
surface plasmon modes, the centroid is placed outside the metal surface. In this case, the
penetration of the electric potential in the surface region is larger for smaller momenta,
giving a negative slope of the dispersion relation. This happens because the negative face
of the dipole is oriented towards the (negative) potential created by the density fluctuation.

The experimental confirmation [60, 61] comes more that ten years later from the study
of surfaces and thin films of Ag, using low energy angle-resolved EELS. These are the first
works in which the form of the dispersion relation is investigated. In these experiments a
monochromatic beam of electrons of energy FE;, incident on a flat surface at an angle 6; is
reflected inelastically and detected by an angle resolved energy analyzer, positioned at an
angle 65 from the normal direction. If the incident electron excites a surface plasmon with
energy hw his energy will become E; = F; — hw. When an electron with this loss of energy

arrives at the detector it is sure that it has transmitted to the plasmon a momentum
hk = vV2m(v/ E;sin(6;) — v/ Essin(6s)). (3.8)

For a given combination of the beam-detector geometry and an initial energy of the incoming
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electrons, the energy of a plasmon is determined looking at the position of its peak in the
plot of the number of detections in front of the energy loss, and its momentum is obtained
from Eq. 3.8. Varying the configuration of the experiment, the whole dispersion relation

can be found.

By the same time, TDLDA calculations [62] are done, showing an excellent agreement

with experimental data [18].

Now a few words about the multipole surface plasmon mode are in order. Some indirect
experimental signs were found in photo-yield data from alkali metals [63] and in surface
photo-emission experiments [4] but it is not until 1990 that direct experimental evidence
is found using low energy EELS [19] of alkali metals. In the same experiment, no signs of
the multipole mode were found on Al, although previously an enhancement of the surface

photo-emission from this metal had been found at 0.8w, [4].

From the first works [16, 49, 64, 65] it was understood that, within the hydrodynamical
approximation, additional modes were found if a surface electronic structure, which mim-
icked the electronic-surface diffuseness, was assumed. Nevertheless, there were some doubts
about the reliability of this model. It was even thought that multipole plasmon modes could
be just an artifact of the hydrodynamical model but Dobson and Harris [66] confirmed the
existence of multipole modes on a bare jellium surface within a microscopic calculation.
They emphasized the use of a correct self-consistent electronic density profile. Feibelman
[2] and, later, Liebsch [62] obtained d(w) for time-dependent external fields and found a
resonant structure at w = 0.8w, which is due to the multipole mode. In these calculations
the real part of d(w) swings from large positive to large negative values in a small range of
frequency and the imaginary part has a sharp peak. This behavior is more pronounced as

the electron density decreases.

More recently, a good agreement has been found between TDLDA calculations and
experimental results [19, 26]. In these experiments, data about the damping of surface
modes has also been obtained. The lifetime of the surface plasmon is limited by its decay
into single-particle excitations. This is the so-called Landau mechanism. An intuitive
picture can help to understand when it is likely to find this kind of decay. We can consider
that the energy of a plasmon mode is due to different reasons. The kinetic part will come

from the kinetic energy of the electrons that form the electron gas and the Coulomb part is
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caused by the interaction of the electrons between them. The total energy of the plasmon
mode is the sum of all the contributions. A fast particle can excite a collective mode when
its kinetic energy is close to the energy of the mode. In the same way, a collective mode
will have a large probability to decay into a particle-hole excitation when the kinetic energy
of the electrons is comparable to the total energy of the mode. In other words, the Landau

mechanism will probably occur when the kinetic contribution is the larger one.

The jellium model only includes the Landau mechanism and can not take into account
any contribution to the damping due to the ionic structure, like the Drude mechanism. If
the jellium model is used, plasmons appear to have an infinite lifetime at £ = 0 and a linear
growth of the loss line with k, corresponding to the growing phase space into which the
surface plasmon can decay. However, in physical systems, the Drude mechanism causes a
finite line width even at k = 0. Also, multipole plasmons have a finite lifetime for any
momentum, even if only the Landau mechanism is considered. This is related to the fact
that the total energy of a multipole plasmon mode has a significant kinetic contribution
even at k = 0. This is characteristic of multipole plasmons, because the kinetic contribution

of volume plasmons and ordinary surface plasmons vanishes at k = 0.

Nowadays, the main properties of surface and multipole plasmons are well established.
The density fluctuation of the surface plasmon has essentially monopole character perpen-
dicular to the surface. A negative dispersion of the surface plasmon should be expected
because the electronic profile is diffuse at the surface. Instead, multipole plasmons are as-
sociated with electronic density fluctuations that are peaked at the surface region and have
decreasing oscillating amplitude towards the interior of the metal. These modes have been
referred to as multipole surface plasmons because their density fluctuation integrates to 0
in the direction normal to the surface. They carry momentum both in the normal as well as
in the parallel direction, making them optically active in contrast to surface plasmons. The
origin of their dispersion relation is placed at w = 0.8w,, between the bulk and the surface
values. For small k& values the slope of the dispersion relation is positive in contrast to the

case of surface modes, which have negative slope.

The reason why multipole modes in aluminium do not appear in EELS experiments
but can be detected through photo-yield data is also understood. Multipole plasmons are

severely damped on aluminium and will be hardly seen by any excitation mechanism that
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can also excite ordinary surface plasmons because they will contribute much more to the
response of the system that multipole modes. Only when surface plasmons are not present
in the response of the system, like in photo-yield, multipole plasmons will not be masked.
In metals where multipole plasmon modes are not so damped, like sodium, EELS data can

reflect the existence of these modes.
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Chapter 4

Response of simple-metal plane

surfaces

The response of a plane surface to a ¢- and w-dependent excitation within a model valid
for general non-local dielectric functions, representing the electronic surface diffuseness by
a double step density has been obtained. The surface plasmon dispersion relation obtained
in this model is compared with a sum-rule calculation which assumes a jellium positive
background for the ionic part of the metal and uses an analytical approach to a Lang-Kohn
calculation for the electronic density profile at the surface. The role played by the different
physical assumptions made for each model is stressed. Finally, a comparison of the results

with experimental data and some previous theoretical calculations is made.

4.1 Introduction

Much attention has been devoted to the study of the interaction of external probes with
metal surfaces as it provides useful information about the electronic [67] and optical [3, 68]
properties of solids. Grazing incident probes parallel to the surface as well as probes crossing
the interface may induce surface and volume excitations in the medium that characterize its
response function. Recent high resolution experiments on angle-resolved reflection inelastic
electron scattering [18, 19] allow for a detailed comparison between different approximations
and clear up previous controversies. It is now clear that the surface plasmon dispersion

relation at small transfer momentum parallel to the surface is negative for metals like Na,
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K or Al [18, 19, 69], as was previously predicted [16, 17, 51, 70]. The simplest theories
assume local dielectric functions for the bulk and abrupt electronic density profiles at the
surface. More realistic models including non-locality are necessary to produce a much richer
absorption spectrum comparable with experiments [2, 3, 71]. A non-local dielectric function
couples the surface and bulk plasmon modes and may provide an additional interaction
mechanism through the creation of electron-hole pairs. In addition to these contributions,
the smooth decrease of the electronic density at the surface must be somehow incorporated
in the calculations to reproduce experiments (this has been extensively discussed in the
literature, see for example Refs. [3, 72]. A compromise must be reached between the
simplicity and transparency of the expressions used and the ability to include the most

important physical aspects to describe the electron gas surface response.

The aim of this Chapter is to make an analysis of different approaches (some of them
extensively used in the literature) that model the response of the metallic surface. We first
study the response through a semi-classical approximation to the amplitude coefficient o (w)
of the potential outside the surface induced by a ¢- and w-dependent perturbation, using
dielectric functions of different complexity. Next, a comparison between the surface plasmon
dispersion relation obtained from the poles of the aq(w) coeflicient and that obtained from
the sum rule (SR) technique used previously in metal clusters [34] is made. Special attention

is paid to the different physical contributions of each approximation.

Results are given for the a4(w) coefficient using a random phase approximation (RPA)
[73] and the Lindhard-Mermin (LM) [74] dielectric functions modeling the electronic profile
by a double step density. The use of an RPA dielectric function makes it possible to study,
within a plasmon-pole approximation, the changes in the absorption spectrum when plas-
mon dispersion or the electron-hole contribution is removed. Besides these contributions, in
the case of interaction with low energetic probes, a plasmon-pole dielectric approximation
is not reliable. In this case both low energy and momentum transfers are the main inelastic
processes and one would expect that the inclusion of absorption within the electron-hole
band in the response function would become necessary. This effect is examined using the

LM dielectric function.

The sum rule approach has been used previously to calculate the dispersion relation of

collective excitations of metallic systems of different geometries [34, 38, 75, 76, 77]. One
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of the advantages of this method is that it can easily incorporate electronic exchange and
correlation interactions and realistic electronic density profiles. In this paper, within this
approximation, the jellium model is used for the ionic background and a parameterized
electronic density function is employed to reproduce a Lang-Kohn calculation of the elec-
tronic structure to study the role played by the surface diffuseness. Taking advantage of
the simplicity and transparency of the method, the different contributions to the energy of
the surface modes are analyzed.

This chapter is organized as follows: In section 4.2 the og(w) coefficient is calculated
using the semi-classical infinite barrier method (SCIB) [78, 79] and results are given for
different dielectric functions. In section 4.3 a SR calculation is carried out and the surface
plasmon dispersion relation is obtained. In section 4.4 results are compared with experi-

mental data and with previous calculations and conclusions can be found in section 4.5.

4.2 The a,(w) coefficient: a dielectric formalism

The response of a plain metallic surface to an arbitrary exterior electric field is studied
through the amplitude a4(w) (relative to that of the external electric field) of the induced
potential, which gives the reaction to the g-component of the multipolar expansion of the
field. ¢ is a two-dimensional wave vector parallel to the metallic surface which is assumed
to be perpendicular to the z-axis. To simulate the smooth decrease of the electronic density
at the surface, a double step model is used: the material characterized by the metallic
dielectric function el(E,w) extends from z = —oo to z = 0, a layer of thickness ¢ and
dielectric function EQ(E,W) occupies the region 0 < z < t and the exterior is assumed to
have a dielectric constant ¢y which extends from z = ¢ to z = co. The thickness and the
bulk electronic density ng of the layer is adjusted for each material as explained in the next
section. k = (q, k) is a three-dimensional wave vector.

In this section, the method used by Rojas et al. [80] is closely followed in the calculation
of the polarizability of coated metallic spheres. The SCIB enables the use of general non-
local dielectric functions for the material and the overlayer.

If a g-dependent external potential of the type

Veo(F) = Ayei@Ped? (4.1)
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is assumed, where 7 = (p, z) and A, is a frequency- dependent function, then the total

potential for z > t is given by
V() = Age®? (eq(z*t) — aqe*q(zft)) ;2 >t (4.2)

where a non-divergent solution of the Laplace equation has been added to the external
potential. This ag-dependent term is the induced potential.

The a4 coefficient plays a role similar to that of a surface polarizability in the sense that
the dispersion relation of the surface modes of the system is obtained from the condition
[80]

Re(1/aq (w)) =0 (4.3)

which reduces to the well-known expression € + 1 = 0 for the local dielectric function and
a single step surface (see Eq. 4.14). Moreover, the variation of a,; with w and ¢ (see Figs.
4.1 to 4.12) is similar to that of the polarizability of a metal sphere, as obtained by Rojas
et al. [80]. Sometimes the product a,e (where e is the charge of the electron) is called ”the
image charge” [81].

The oy coefficient is determined as follows. Due to the local nature of the dielectric
constant for z > t, the z-component of the displacement vector D can be directly deduced

from D = —eoﬁV, yielding:
D, () = —€gA,e'%q (eq(zft) + aqe*q(z’t)) (4.4)

for z > t.

Within the SCIB model, similar expressions for V and D, in the bulk and the overlayer
can be deduced. One first assumes the dielectric medium (e; or ez in each case) to fill the
whole space and the solves the Poisson equation in this unbounded medium for a surface
charge distribution that replaced the real boundaries. Inside the overlayer the potential is

found using

V2V, (F) = (Fy6(2) + Byd(z —t)) €'9P (4.5)

while inside the bulk material

—

V2Vp, (F) = Cyd(2)e' (4.6)

is used. The calculated Vp, yield the displacement vector D; using the relation

-

—VVp,(F) = Di(7); i = 1,2 (4.7)
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inside each dielectric. The i-index labels the bulk and overlayer (i = 1, the bulk, i = 2, the
overlayer). It is assumed that the dielectric properties of the material are unchanged up to
the boundary.

Using Eq. 4.7 and the relation between the total potential and Vp, given by

VDi(E) = ez(g,w)VZ(E) i1 =1,2 (4.8)

and imposing the two standard boundary conditions (continuity of the potential and the
z-component of the displacement vector) at the interfaces, the problem of determining the
fields is reduced to solving a four-equation system which provides the four unknowns, ay,

F,, B, and Cj. For the a, coefficient, we obtain (atomic units are used from now on):

agw) = [(BL+ Ba)(m — €0qB2) — (Bre™" — f33)

X (We_qt + quﬁg)]

[(B1 + B2)(m + €0gB2)
—(Bre " — B3)(me " — enqBs)] L, (4.9)
where
0 etk=0" qf.
= e (410
o0 0" dk,
S Iz e ()
oo etk=t k.,
=TT mae (112

The validity of the method used, employing the fields V' and D and the boundary conditions
deduced from the macroscopic Maxwell equations even for large ¢-values is justified by the
high similarity of the results obtained in the calculation of the z-component of the screened
fields inside a metal from a macroscopic (hydrodynamical (HD)) [82] and a full microscopic
approach performed by Feibelman [83] (see Ref. [3] for discussion). The similarity between
the two approaches should be pointed out especially in the range of frequencies dealt with
in this section, w > w,,. Feibelman’s calculation was performed for small g-values, but the
increase of the momentum parallel to the surface does not modify the spatial resolution of
the field in the z-direction.

For a single step surface (t =0, €; = €3 = €), a, reduces to:

g w) = =2 — Zggg (4.13)
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where § = (81 = P2 = f3. The substitution of Eq. 4.13 into Eq. 4.3 reproduces the
expression given by Ritchie and Marusak [84] in the derivation of the dispersion relation for
surface plasmons using non-local dielectric functions.

For a local dielectric medium 8 = 7/ge, and the well-known expression [81] is obtained

€ — €
alw) = s (4.14)

The full solution of the electro-magnetic field (with transverse and longitudinal components)
at the metal-vacuum and metal-metal interfaces needs three and four boundary conditions,
respectively. The two boundary conditions deduced from the Maxwell equations have been
applied in the previous expressions but the SCIB model implies two more.

In order to establish a connection between this calculation and the HD model [85], some
thought is given to the two additional boundary conditions (ABC) implicit in the SCIB
model. Consider the vacuum-metal interface without an overlayer (the surface is assumed

to be at z = 0). The continuity of the z-component of the polarization vector

1

P
2 4r

(Dz - Ez) (415)

implies that the dielectric function must satisfy

e @ g hw) o)’ (4.16)

/°° ke 0" dk, s
Johnson and Rimbey [86] have shown that this condition is fulfilled by very general dielectric
functions. They must be even functions in &, and finite for k, — oo; these conditions are
satisfied by the dielectric functions used in the calculations presented here.

When a layer of thickness t is considered, the continuity of P, at z = ¢t (metal-vacuum

interface) gives the relation:

oo (P + EDe(q iz w) (o) (4.17)

/OO k. e*=tdk, ime ¢
which ensures the continuity of P, at the metal-metal boundary at z = 0. Actually, the
continuity of P, (or the induced current P, /0t = j,) is satisfied because no charge can
pass through the boundary, as a consequence of a model that involves an infinite barrier
potential at the interfaces. Finally as Forstmann and Stenschke have shown [85], if j, = 0 at

the boundary, the continuity of the energy flow is guaranteed, which is the fourth boundary

condition in the SCIB model.
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Dielectric functions of different complexity are now used in Eq. 4.9. The imaginary part
of og(w) is shown for Al in Figs. 4.1 to 4.4 (directly related to the absorption spectrum
of the material) versus momentum ¢ for four different frequencies. The oy coefficient was

obtained from Eq. 4.9 using the dielectric function

w2

kw)=1- P
) == T - R — R

(4.18)
which reproduces for v = 0 the RPA bulk-plasmon dispersion relation of Lundqvist [87]
w? = w + BEk® + k' /4, (4.19)

where Sp = \/%UF, (vp is the Fermi velocity) and wg = 4mng. Numerical results have
been obtained using 7, = 2.07 a.u. (ry = (3/4mwng)'/3) for the bulk, r, = 2.61 a.u. for
the overlayer and ¢ = 2.9 a.u. The constant damping parameter v used is v = w,/50 or
71 = 0.0116 a.u. for the bulk and 72 = 0.008 a.u. for the overlayer. The o,(w) values
are quite insensitive to 7 variations, a4(w) varies by less than 1% for variations of v from
0.001 to 0.02 a.u. The solid line corresponds to the full expression in Eq. 4.18, the dashed-
dotted line is obtained by removing the electron-hole pair term k*/4 and the dashed line
is obtained by also removing the dispersion term 3%k? (or equivalently, using the Drude
dielectric function). «, becomes a constant for large values of ¢ in the Drude model [80, 88],
an unphysical result that requires the use of a ¢ cut-off value in any calculation that involves
all the g-components of the response function. This problem is avoided if a g-dependent
dielectric function is used. It is also apparent from Figs. 4.1 to 4.4 that the structure
of ag is washed out in the Drude model. The structure of the oy curves consists of two
peaks. The peak shown at higher momentum is produced by the overlayer, as can be seen
from Fig. 4.5 where a comparison between the double and single step cases is shown. The
peak at lower momentum corresponds to the surface plasmon excitation that shows up at
w = 0.98w,/ V2 and disperses to larger momenta as the energy increases. The electron-
hole type contribution is more important for large energies and in general, it reduces the
excitation momentum.

In Figs. 4.6 to 4.9 the imaginary part of o,y (w) as a function of energy for four different
g-values is shown. The prescription for each type of line is the same as that adopted in
Fig. 4.1. The main peak (at w = 0.46 a.u. for ¢ = 0.1 a.u., solid line) is due to the surface

plasmon excitation, and is the result of the overlapping of two peaks, one for each 1. When
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Figure 4.1: g¢-dependence of the imaginary part of the ay coefficient for Al for w =
0.5(wp/v/2). Numerical values are obtained by substitution of Eq. 4.18 into Eq. 4.9 (full
line), removing the k*/4 term (dashed-dotted line) and also removing the Bp-dependent
term (dashed line). rs = 2.07 a.u. for the bulk, r; = 2.61 a.u. and ¢t = 2.9 a.u. for the

overlayer and vy = wj;,/50 for the damping parameter.
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Figure 4.2: same as Fig. 4.1 with w = 0.98(w,/v/2).
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Figure 4.3: same as Fig. 4.1 with w = 0.98w,,.
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Figure 4.4: same as Fig. 4.1 with w = 1.3w,,.
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3.0

Figure 4.5: g-dependence of Im(a4(w)) obtained with the same parameters as in Fig. 4.4

(full line) and with a different step width ¢t = 0 a.u. (dashed line).
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Figure 4.6: Same as Fig. 4.1 for the imaginary part of the o, coefficient as a function of w
for ¢ = 0.1 a.u. The prescription for each type of line is the same as that adopted in Fig.
4.1.
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Figure 4.7: Same as Fig. 4.6 for ¢ = 0.3 a.u.
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Figure 4.8: Same as Fig. 4.6 for ¢ = 0.5 a.u.
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Figure 4.9: Same as Fig. 4.6 for ¢ = 0.8 a.u.
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Figure 4.10: Same parameters as Fig. 4.6 (full line) and two other different step widths:
t =0 a.u. (dot-dashed line) and ¢ = 4 a.u. (dashed line).

the width of the step is increased, the peak splits up into the two components (see fig. 4.10
for t = 4.0 a.u.). A similar effect is obtained by increasing the g-momentum. This is so
because the shape of the peak is determined by the ratio between the wavelength of the
probe and the size of the step. The same splitting into two surface modes was obtained by

Rojas et al. [80] for the absorption cross section of a tin-coated AlsOs sphere.

The shift of the dashed-dotted line relative to the solid line indicates that the inclusion
of electron-hole type excitations increases the energy of the surface modes. This effect is
more important for larger momenta. The peak at low energy (w = 0.14 a.u. for ¢ = 0.1
a.u., solid line) is produced by the double step, since it disappears for t = 0 (see Fig.

4.10). Its amplitude becomes comparable to that of surface plasmons for large g-values.
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This is due to the fact that as the wavelength of the probe decreases, the structure of the
interface becomes more important. For large wavelengths, the Drude model is insensitive
to the electronic profile and the low energy peak disappears. In Figs. 4.11 and 4.12 similar
results are obtained using the LM dielectric function. The main differences are, on the one
hand, the bump that appears in Fig. 4.11 for large momenta, indicating a much richer
absorption spectrum. On the other hand, the absorption structure disappears for values of
q above a critical value, as is the case of ¢ = 0.8 a.u. shown in Fig. 4.12. This is due to
the fact that for these momenta the mode is well inside the electron-hole band in the w — ¢
plane, an effect which was not included in the previous model.

The numerical calculation of Eq. 4.9 with the Linhard- Mermin dielectric function
entails some difficulties. To avoid them, the 3; integrals (Eqgs. 4.11 and 4.12) were separated
into the real and imaginary parts, so that only real numerical calculations were performed.
Convergence and accuracy of the results were improved by dividing the integrals into several

parts, so that numerical integration errors could be carefully monitored.

4.3 The surface plasmon dispersion relation: a sum-rule ap-

proach

Sum rules provide a useful and instructive method to obtain an average response of the
system to a given external perturbing operator. If the external operator has the appropriate
symmetry, it may couple to the eigenexcitations, and the response saturates by a single
mode. Within this condition, a good approximation of the dispersion relation of collective
modes can be obtained.

SR are energy moments of the strength function defined as
S(B) =Y (E — E)[Qle), (4.20)
l

where the sum extends over all excited states of the system. @ is the perturbing external
operator, Ej, |I) and |¢) are the excitation energies, excited states and the ground state

(GS) of the system, respectively. If, by definition, the p-sum rule reads

my = [ EPS(E)E = 3" E[I(1QI6). (4.21)
1
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0.0 1.0 2.0

Figure 4.11: ¢ dependence of the imaginary part of the o coefficient for Al for four different
frequencies: 0.5(w,/v/2) (solid line), 0.98(w,/v/2) (dashed line), 0.98w, (dot-dashed line)
and 1.3w, (short-dashed line). Numerical values are obtained using the Lindhard-Mermin

dielectric function in Eq. 4.9.
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Figure 4.12: w dependence of the imaginary part of the o, coefficient for four different
g-values, obtained as in Fig. 4.11. The values of q are 0.1 a.u. (solid line), 0.3 a.u. (dashed
line), 0.5 a.u. (dot-dashed line) and 0.8 a.u. (short-dashed line).
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one can define an average value of the energy of the excited system (perturbed by Q(q))

from any moment pair m,, and m,_s by the relation

1/2
E = ( Mp ) , (4.22)

mp—2

or equivalently w(q).

It has been demonstrated [30, 89] that m; and mg3 can be obtained from the expressions

m = 561 (@ 11,@1] ) (123

and
ms = 3 (6l [[@" H]. 17, 17, Q1] 16). (424)

where only two ingredients are necessary; the Hamiltonian H of the system and its ground
state. mj and mg can be obtained with RPA precision from Lang-Kohn calculations in-
volving GS expectation values. However, instead of this an analytical approximation for
the self-consistent GS electron density is used

no

and an improved Thomas-Fermi-von Weizsacker functional for the kinetic energy density,

ST o
where 8 is the Weizsacker coefficient, and n’ denotes the z-derivative. § in Eq. 4.25 is
adjusted to each metal (further discussion of this point is made below).

Following the same approach used previously in the case of metallic clusters [34], the
jellium model is used to describe the neutralizing positive background. The metal occupies
the negative part of the z-axis and z = 0 is the position of the positive jellium edge.
The Hamiltonian consists of a kinetic term (T) and a direct Coulomb term (C) which
includes electron-electron and electron-jellium interactions. The jellium-jellium interaction
is a constant term and has no contribution to the expectation values.

It can be shown [34] that for external operators @ which satisfy the Laplace equation,
AQ = 0, there is a vanishing contribution to mgs from those terms in the Hamiltonian
that depend only on the electronic density n. This is the case for the @ operator used

in our calculation (see Eq. 4.27), as is the case for operators which generate only surface
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excitations. For this reason, within a local model for exchange and correlation interactions,
there is no contribution to ms from these effects [34, 77]. Nonetheless, Liebsch [62] has
proved in a self-consistent calculation, which includes exchange and correlation, that their
effects are important and lower the momentum dispersion relation of surface plasmons.

The appropriate operator for the semi-infinite medium presented here is
Q= Z idPi g4%i (4.27)
J
Inserting this operator in Eqs. 4.23 and 4.24, the following expressions are obtained
[e.e]
my = Aq2/ dze*Pn(z), (4.28)
—oQ
where A is the normalization area on the XY plane,
o
m3(C) = 277Aq2/ dznn;e®?*
oo
+orAg? / dzne’¥
o

X ( /z - dz_’ﬁ - /_ ; dz’ﬁ) : (4.29)

n =mn—n; and nj = ngO(—z) is the jellium particle density (©(z) is the step function),

and
4 o0
mg(T) = 5(3772)2/314(]4/ dzn®/3 e
1 4 o 7”LI2 2qz
rgAdt [ dete (4:50)

where 8 = 1/2 [34] and where n’ denotes the z-derivative.

Even through a simple analytical expression for the electronic GS, n(z), is used, the
dispersion relation w(q) = (ms3 /ml)l/ > must be obtained numerically. However, there are
two quiet instructive limits that yield compact analytical expressions.

Firstly, to obtain the dispersion relation for small momentum transfer, only the Coulomb
contribution to mg is considered (the kinetic part has higher order g-contributions). Sub-

stituting Eq. 4.25 into Eqgs. 4.28 and 4.29, the following relationships are obtained
my = wAngq?d csc(2mqd) (4.31)

and

ms = 2 An2q® 16 csc(2mqd) — 6 1n(2)] (4.32)
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which produces a linear dispersion relation for small values of ¢ given by

w(q) = % [1 - ¢dIn(2)], (4.33)

similar to the one obtained by Feibelman [17] from an RPA calculation of the response
function. In Feibelman’s expression the linear coefficient is given by the centroid of the
induced charge relative to the positive jellium edge, calculated at w = w)p/ V2. In the
calculation presented here the linear coefficient characterizes the GS electronic density.
This relation will be used later (in the case of Na and K) to fix the ¢ parameter to the
experimental dispersion slope near ¢ = 0.

Another useful limit is obtained by using a step particle density:
n(z) = ngO(—=z). (4.34)
In this case, the dispersion relation adopts the form:
1 4
w(q) = §w§ + gk%qz (4.35)

or, for small ¢g-values:

wp | 4 Kb o 8 kpy
NG RN I BT, P

where a negative g-coefficient is missing because no electronic diffuseness is considered. A

(4.36)

positive linear g-coefficient due to the kinetic contribution was also found to be missing.
However, in the case when a one-step hydrodynamical calculation is performed, a positive

linear g-coefficient appears. In this latter case the surface dispersion relation

w = wp/V2+ %\/%k:pq (4.37)

is obtained [90]. The linear g-coefficient comes from the so-called pressure term, that
is, resistance against compression which, in the hydrodynamical approximation, produces
a force proportional to Vn. In the SR approach this same effect is part of the kinetic
contribution (the first-term on the right-hand side of Eq. 4.26, from Pauli repulsion) and
instead produces the ¢? and ¢* terms in Eq. 4.36. The total kinetic contribution (the last
term on the right-hand side of Eq. 4.35) does not yield, within this one-step approximation,
a free electron-like term of the type ¢*/4 similar to that in the bulk dispersion relation (see

Eq. 4.19).
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The analytical electronic density function used in the SR calculation was taken from
Ref. [91]. In this reference (see Fig. 1 therein) an excellent agreement between the profile
obtained by Eq. 4.25 and a Lang-Kohn calculation is shown for Al. The best fit is obtained
for 0 = 0.6585 a.u. The width ¢ of the double-step used in the dielectric function calculations
has been adjusted in such a way that the surface layer extends from z; where n(z1) = 0.9ng
to zo where n(z2) = 0.1ng. The electronic density within the layer is 0.5n¢.

In Fig. 4.13 the SR results for the aluminium dispersion relation are shown using Eqgs.
4.22 and 4.28 - 4.30 for the smooth profile given by Eq. 4.25 (full line 1) and for the single
step function of Eq. 4.34 (full line 2). For comparison, the results obtained using in Eq.
4.9 and Eq. 4.3 the RPA dielectric function of Eq. 4.18 (short dashed line) and the LM
dielectric function (long dashed line) are shown. As indicated, the § parameter used in Eq.
4.25 is 6 = 0.6585 a.u. and the overlayer is characterized by r, = 2.61 a.u. and ¢t = 2.9 a.u.
The damping parameter is v = w,/50.

From Fig. 4.13 the crucial role played by the electronic profile is seen as it produces
not only a different slope for small values of ¢ (the density diffuseness is at the origin of the
negative slope), but also a completely different behavior for large values of g.

The main difference between the RPA (dielectric approximation) and the SR calculation
for large values of ¢ comes from the excitation average inherent to the last procedure: for
increasing values of ¢, the plasmon energy is mixed up with electron-hole excitations of
increasing energy and the different weight of the E; term in ms and m; (see Eq. 4.21)

produces a decrease of the energy E in Eq. 4.22 [38].

4.4 Results and discussion

SR calculations for some nearly free electron-like metals have been carried out for which
experimental data are available, such as Al (rg = 2.07 a.u.) [69], Na (rs = 3.93 a.u.) and K
(rs = 4.86 a.u.) [18].

In Fig. 4.14 the w; (now called SR) and LM curves of Fig. 4.13 are compared with
experimental values. For this high density material, the best agreement with experimental
data is obtained from the LM approximation. The RPA dielectric calculation has a much
steeper slope and a larger value of ¢ (approximately equal to 7 a.u.) must be used if one

wants to reproduce experimental data.
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Figure 4.13: SR surface plasmon dispersion relation for Al calculated by substitution of
Eq. 4.25 (full line 1) and Eq. 4.34 (full line 2) into Eqgs. 4.28 - 4.30 and 4.22. The results
obtained from Egs. 4.9 and 4.3 for the RPA (Eq. 4.18) and the Linhard-Mermin dielectric
function are also shown. § = 0.6585 a.u. in Eq. 4.25. A double step of thickness t = 2.9
a.u. is used in the last two cases, and the same electronic densities as in Fig. 4.1 for the

bulk and the overlayer are used.
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Figure 4.14: Comparison between the curves 1 (solid line) and LM (dashed line) from Fig.
4.13 and experimental data (points) for Al from Ref. [69] is shown.
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In Figs. 4.15 and 4.16, results for Na and K are shown. Two parameters have been
adjusted to the experimental values. The § parameter of Eq. 4.33 is now obtained from
the linear term in the polynomial fitted to the experimental data given in Ref. [18]. The
obtained values are § = 1.06 a.u. for Na and 6§ = 1.05 a.u. for K. The second parameter
is the surface plasmon energy at ¢ = 0. This latter correction produces a constant shift of
the curves towards lower energies. The surface plasmon energy wy/ V2, which is equal to
0.157 a.u. for Na (0.1143 a.u. for K) is then lowered down to the experimental value 0.147
a.u. (0.1007 a.u. for K). The latter correction is equivalent [34] to the use of an effective
electronic mass (m*) which introduces band effects and reduces the collective mode energies.
Considering that the dispersion relation at ¢ = 0 corrected by band effects takes the form

2
w
w? = 275* (4.38)

effective masses of m*(Na) = 1.14 and m*(K) = 1.28 are obtained

In the case of aluminium, no effective mass type correction was performed as the ex-
trapolation to ¢ = 0 of the experimental data was not as clear as in the Na or K cases. The
reason is that the radiative nature of the surface modes is much more apparent in the alu-
minium case. The decrease of the frequency for long wavelength modes reflects retardation
effects and the correct dispersion relation for small g-values is that of the light-line given
by w = ¢q (c is the speed of light).

To aid comparison, the LM dielectric results and the local density approximation (LDA)
response calculation reported in Ref. [19] are given. This latter calculation was obtained by
Liebsch [62] from a time-dependent local density approximation assuming a jellium model
for the positive background and including self-consistently exchange and correlation effects.
The bars in the figure indicate the uncertainty of these results.

In the LM calculation, the electronic step width is taken to be the surface width of the
smooth density (Eq. 4.25), defined as t = 23— 21 where n(z2) = 0.05n¢ and n(z1) = 0.095n.
The criterion to define the surface width is different from that used for Al, because for Na
and K the negative slope at the origin is much larger, thus a more significant part of the
surface region participates in the response, a fact related to the lower electron gas density
(the length scale is larger). Nonetheless, the disagreement with experimental data for large
g-values is significant.

The SCIB model is an attempt to derive a phenomenological specular reflection model of

o3



0.146

0136 -
0.00 0.05 0.10 0.15
g (a.u)

Figure 4.15: SR and LM surface plasmon dispersion relation for Na compared with ex-
perimental data (points) from Ref. [18]. The vertical lines denote the results of the LDA
calculation from Ref. [19]. The parameters used in the SR calculation are: § = 1.06 a.u.
and w(g = 0) = 0.147 a.u. The overlayer for the LM calculation is defined by: ry = 4.95
a.u. and t = 4.34 a.u.
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Figure 4.16: The same as in Fig. 4.15 for K. § = 1.05 a.u., w(¢ = 0) = 0.1007 a.u., rs = 6.12
a.u. and t = 4.29 a.u.
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the surface and although it incorporates quantum effects contained in the Linhard dielectric
function and in the boundary conditions [3], it forces the use of a poor approximation to
the smooth decrease of the electronic density at the surface. For increasing values of ¢,
the part of the material that contributes to the response becomes increasingly concentrated
at the surface, where the electronic density is lower than that of the bulk, thus lowering
the surface plasmon energy. This tendency competes with the increasing importance of the
kinetic contribution which tends to increase the plasmon energy. For high density metals
such as Al, the kinetic contribution to the energy of the eigenmodes is the most important
contribution and a poor model for the electronic profile does not produce such undesirable
deviations in the dispersion relation as in the case of lower electron density metals such as
Na or K.

The discrepancy between experimental data and the SR calculation is smaller than 6%
for Al, 5% for Na and 2% for K (notice the different scales in the last two cases) up to
g = 0.2, 0.15 and 0.15 a.u., respectively. The inclusion of exchange and correlation effects

in the LDA calculation increases the negative linear coefficient.

4.5 Concluding remarks

An explicit expression for the ¢- and w-dependent o coefficient for plane surfaces within a
double step model has been obtained, which is valid for general non-local dielectric func-
tions. This approximation has been compared to the SR calculation for metals. The LM
approximation is well suited for use in low energy probe spectroscopies and high density
metals. The critical role played by the step suggests that the use of a more realistic electronic
profile is necessary within the dielectric formalism, especially for low density metals.

The SR calculation of the dispersion relation can handle realistic electronic profiles and
allows one to include exchange and correlation effects in the calculation at two different
levels: one is through the electronic GS profile and the other is through the Hamiltonian.
The use of a more general external operator () which does not satisfy the Laplace equation
would provide non-zero exchange and correlation contributions even for local models of the
interactions and would probably produce a much richer spectrum of collective excitations.

From the study of the analytical and numerical results it can be concluded that the

dispersion relation is determined by the Coulombic interaction for low g-values and by the
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kinetic contribution for large momenta where the electron-hole contribution to the response
function increases its importance compared to that of the collective modes. A consequence
of this is that for dense metals such as Al, for which the important part of the electronic
energy is the kinetic contribution, the electronic profile at the surface plays a minor role
and the dispersion relation is not very sensible to the density profile. On the other hand, for
low metallic densities, the Coulombic interaction is the dominant part and the dispersion

relation is strongly dependent on the GS electronic density
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Chapter 5

Multipole surface-plasmon modes

on simple metals

The average multipole surface-plasmon energy for simple-metals, as well as that of ordinary
surface and bulk plasmons, is obtained using energy-weighted moments of the electronic re-
sponse to sufficiently general external perturbations. A local approximation of exchange and
correlation effects is used within a jellium model. Band-structure effects are incorporated
through an effective electronic mass. Taking advantage of the transparency of the method,
we analyze under what circumstances such modes might be observable. It is shown that
due to an interplay between Coulomb and kinetic energies, the multipole modes become
unobservable for increasing values of the transferred momentum (g) parallel to the surface.
The value of ¢ at which the multipole mode becomes unobservable is much smaller than
the cutoff value for Landau damping. The effect of the electronic surface diffuseness is also
analyzed. We compare our results with previous density-functional calculations and with

recent experimental data for Na, K, and Cs.

5.1 Introduction

Despite the great amount of theoretical effort invested in the characterization and under-
standing of multipole plasmon modes on metal surfaces [2, 16, 49, 62, 64, 65, 66, 92], and
the existence of some indirect experimental signs in surface photo-emission from Al (Ref.

[4]) and photo-yield data form alkali metals [63], direct experimental evidence has not been
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reported until recently in inelastic reflection electron scattering on smooth films of Na, K,
and Cs [19, 26]. Up to now, no experimental observation has been reported of the existence
of these modes from energy-loss spectroscopy on high-density metals such as aluminium
and still some uncertainties concerning their nature and properties are unsolved.

Multipole plasmon modes are associated with electronic-density fluctuations that are
peaked at the surface region and have decreasing oscillating amplitude towards the interior of
the metal. The integral of the electronic density perpendicular to the surface is zero [26, 62].
Although these modes have a surface origin, they carry momentum both in the normal as
well as in the parallel directions, making them optically active in contrast to ordinary surface
plasmons, which have a monopole character. The frequency of the multipole mode lies, for
a fixed value of the momentum ¢ parallel to the surface, between the bulk and the monopole
plasmon values. At ¢ = 0, both experimental data and theoretical calculations [26] intersect
at approximately 0.8w,. This value of w is between the bulk and the surface values (w, and
wp/V/2 = 0.71w,, respectively).

For small ¢ values, the slope of the dispersion relation is positive as a consequence of
the induced electronic charge distribution. the centroid of the induced electronic charge,

defined as
_ Jdzzon(z,w)

dlw) = [dzon(z,w)’ (5.1)

where the induced charge on is, in general, a complex function [26], lies in the interior
of the metal in contrast to the case of the centroid of ordinary surface modes, which lies
outside and has a negative slope. As was discussed by Feibelman [2] and Tsuei et al. [19]
in the long-wavelength limit, the energy of the mode depends on the average ground-state
(g.s.) electronic density seen by the electrostatic potential created by the induced charge.
The induced potential is peaked at the centroid position and as ¢ increases becomes more
localized in the region of the centroid, thus making the slope of the dispersion relation pos-
itive because of the increase of the average electronic density. There is no known analytical
expression for the dispersion relation in the low-¢ limit.

The first theoretical predictions were developed within the hydrodynamical approxima-
tion [16, 49], which turned out to be able to obtain the new modes if a surface electronic
structure, which mimicked the electronic-surface diffuseness, was assumed. Such modes

disappear if a sharp metal-vacuum interface is assumed. Dobson and Harris [66] confirmed
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the existence of additional surface-plasmon modes on a bare jellium surface within a micro-
scopic calculation and emphasized the use of a correctly self-consistent zero-order surface
electron-density profile. Feibelman [2] and later Liebsch [62] obtained the response of the
surface characterized by the centroid of the charge induced by time-dependent arbitrary
external fields. The imaginary part of this frequency-dependent centroid function develops
a resonant structure at about 0.8w,,, which is due to the multipole normal mode. Within
a time-dependent density-functional approach (TDLDA), Tsuei et al. [26] obtained a good
agreement with experimental data. In their calculation they emphasize the consistent treat-
ment of the electron-electron interaction in the g.s. and in the dynamical response to an
external perturbation.

The aim of the work presented in this Chapter is to investigate some properties of
the collective multipole excitations that have not been handled in previous studies, taking
advantage of the facilities of the sum-rule (SR) method used. The SR provides a useful
approximation of the average excitation energies of fermion systems confined to different
geometries. It has produced a wealth of information about the nature of collective modes
in metallic systems [32, 34, 37, 39, 76, 77, 93]. Exchange and correlation can be easily
incorporated within a local-density approximation and band effects can be included in a
jellium model through an effective electronic mass. We pay special attention to the different
contributions to the energy and address the question of under what circumstances such
modes might be observable.

In the calculation we closely follow some previous works [34, 39] and will only remark
on the new points included in the present case. This Chapter is organized as follows. In
Sec. 5.2, the SR calculation is performed and compared with previous formulations carried
out on different systems using the same technique. In Sec. 5.3, results are compared with
experimental data and previous theoretical calculations, and in Sec. 5.4, we present some

concluding remarks.

5.2 General equations

The SR approximation used in this work provides a method of obtaining the average ex-
citation of a system in response to a given external operator, and it is especially useful

when the system develops a dominantly collective response. SR’s are energy moments of
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the strength function (also called the response function) S(E) defined as
S(E) =) 8(E - EB)[(IQ|o)?, (5:2)
l

where the sum extends over all excited states. @ is the perturbing operator, Ej, |l >, and
|0 > are the excitation energies, excited state, and the g.s. of the system, respectively. If
by definition, the p-sum rule reads

m, = [ EPS(B)IE = Y E{01Q0) P, (53)

l

2

the average value of the excitation energy and the variance o are given by

mq

E=— 5.4
m, (54)
o my  (mp)?
o2 =2 (_) . (5.5)
mo mo
Among these moments, the ones with p = —1, 1, and 3 play an important role in the

application of SR’s to the study of collective resonance states of the system. They can be

used to estimate E and o?. Defining E, = (m,/m,_2)'/2, it has been shown [30] that
By < E < B, (5.6)

o2 < (E? — E?)/4. (5.7)

If the external operator () has the appropriate symmetry and couples to the normal
modes of the system, then the response saturates by a single mode and most of the strength
is in a narrow energy region. Under such conditions, as is the case for some resonant
collective states, F; and E3 are close together and both are good estimates of E. We will
concentrate on E3 (the upper bound to the energy) from which good results have been
obtained in previous works [34, 39, 77]. The dispersion relation will be obtained from

By = <@>1/2 (5.8)

my
Manipulation of Eq. 5.3 for p = 1 and 3 leads [30, 89] to simplified expressions that
depend only on the Hamiltonian of the system, its g.s., and the external operator. These
are given by

(0l[Q", [H, Q1)|0), (5.9)

DN | =

mi =
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and
m3 = %(UI[[QT,H], [H, [H, Q]]]|0), (5.10)

where QT denotes the Hermitian conjugate operator. The linear-energy moment m; is easily
calculated from Eq. 5.9 when @) depends only on position. The cubic moment is easier to

obtain by scaling the g.s. |0). Defining the scaled function as

In) = " 9|0), (5.11)
we get
1 9
m3 = 53—772<77|H|77>|n=0- (5.12)

We define the scaled particle and kinetic-energy densities (we use atomic units through-

out)
ny = (nlaln) = n+nma +n*ng + -, (5.13)
oy = (nléln) = o +nor + 1o + -, (5.14)
where
n = Z §(F —75), (5.15)
6= Vi O(F — 7) Vi, (5.16)
and Z
n = (0[A0), (5.17)
n1 = (0[[n, [H, Q]]|0), (5.18)
ng = (0[[[7, [H, Q]], [H, Q]]|0), (5.19)

with similar expressions for o, o1, and o3. Notice that our particle and kinetic-energy

densities are defined as

n — Z |ps|?, (5.20)

o= Z Vo2 (5.21)

Expanding the expectation value of the Hamiltonian in powers of i, Eq. 5.12 provides a

straightforward but cumbersome evaluation of mg.
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For 7-dependent operators @ it has been shown [45] that o1 does not contribute to ms

and that
ny = —Vi(nui), (5.22)
1
Nng = —§Vi(n1ui), (5.23)
1
09 = gO‘{—Uk(vkvlul) + (V]uz)[vzuj + Vjuz]}

L9507,

1
+Z(V,~n)(vjvkuk)[viuj + Vjui], (5.24)

where V; means the Cartesian i-coordinate derivative, a sum over repeated indices is un-

derstood and

i=VQ. (5.25)

We refer the interested reader to Ref. [34] and references therein for further details.

The most accurate application of the method consists in the use of the self-consistent
g.s. calculated from the same Hamiltonian H as that used in the determination of m; and
ms in Eqgs. 5.9 and 5.12. Instead, we use different analytical approximations of the g.s. We
will show in the next section that the sensitivity of the results on the choice of the g.s. is
extremely low.

The jellium model is used to describe the neutralizing positive background. The metal
occupies the negative part of the z-axis and z = 0 is the position of the positive jellium edge.
The Hamiltonian consists of a kinetic term (7°), a direct Coulomb term (C'), which includes
electron-electron and electron-jellium interactions, as well as both an exchange (ex) and
correlation (cor) term.

For the exchange and correlation energy densities, Slater- and Wigner-type local expres-

e(ex) = _3 (§)1/3 nt/3 (5.26)

sions are used,

™

B a(4mn/3)3n
b(4mn/3)1/3 + 17

e(cor) = (5.27)

respectively, where n is the electron-density operator, a = 0.44, and b = 7.8. The use
of other state-of-the-art representations of the local correlation energy, such as those of

Refs. [94] and [95], does not change the numerical results by more than a few percent
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[93]. We stress that a different treatment has been followed with the kinetic term. The
kinetic contribution to m; and mg has been evaluated using the one-body kinetic-energy
operator of Eq. 5.16 in Eq. 5.12, which finally yields an expression that depends on the g.s.
electronic and kinetic-energy densities (see Eq. 5.24). For this last density, the improved

Thomas-Fermi-von Weizsacker functional given by

3 Bn?
_ 3 32y2/3,53 B 5.28
T=1pBm) T+ g (5.28)

is used, where 3 is the von Weizsécker coefficient (taken equal to 1/2) and n’ denotes the z
derivative. As a consequence, the kinetic contribution contains non-locality in contrast to
the exchange and correlation terms that are purely local.

Once the Hamiltonian is fixed, the key part of the method lies in the election of an
appropriate external operator (Q; it must not mix nor miss the eigenmodes of the system. In
previous works using the same method and the same Hamiltonian in the study of the normal
modes of metallic spheres, two different operators where used. The first, Q3" = 'Yy (6, ¢)
[32], where Yjo(6, ¢) is the spherical harmonic function, provided the mean energy of the
surface-plasmon excitations characterized by the well-defined quantum number [ and the
dispersion relation (energy versus radius of the sphere). The dispersion relation obtained
agreed with previous calculations and with experimental data. A second operator, sz h =
Ji(rg)Yi0(0, @) [34], where j; is the spherical Bessel function, added a new parameter g,
(momentum along the radial direction). This operator allowed the possibility of excitation
of modes throughout the volume of the sphere. The induced density is peaked at the
surface region but has decreasing amplitude oscillation towards the interior of the sphere.
The spectrum turns out to be much richer than in the case of the first operator and for each
[ value, an extra index is necessary to specify the eigenmode. Due to the finite size of the
sphere, the g, momentum is quantized and only for some g, values, related to the radius R
of the sphere, the response has a resonant behavior, which yields an oscillatory structure to
the energy of the system as a function of ¢, (see Fig. 5 in Ref. [34]).

Recently, the plane metallic surface has been examined using this same approximation
[38, 39]. The operator used to generate surface plasmons is Qs = €%Ped?, where ¥ =
(7, z). The well-defined quantum number is the momentum ¢ parallel to the surface and
the exponentially decreasing behavior inside the metal guarantees the convergence of the

space integrals in the calculation.
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For potassium the agreement with experimental data is quite good, comparable with
other self-consistent theoretical calculations [26]. However, for Na this agreement diminishes
for large ¢ values.

The operator @, capable of generating the multipole surface-plasma modes must fulfill
several conditions. One of these conditions is that it must depend on an extra parameter
(1), momentum of a standing wave in the z direction. Furthermore, to generate extended
modes in the volume with a non-negligible probability, the external operator must be peaked

within the metal. The function chosen is
Qmp = ¢! TPe42? cos(7z). (5.29)

The q component of the Fourier transform of the potential created by a point charge moving
parallel to the surface at z = 0 would be Q = (1/27q)e'e~4I7l,

A quiet common criticism of this procedure is that one loses the physical meaning of
the @ operator. The answer to this objection is that, in general, the energies of the normal
modes of the system do not depend on the way one excites them. The main problem arises
from the possible mixture of modes caused by ). However, if the response is dominated by
a collective mode, the structure of S(F) in Eq. 5.2 has only one peak, the summation in Eq.
5.3 has only one term, and the contribution of @) to F3 in Eq. 5.8 is completely eliminated.
This is the case in the low-g-value region of the spectrum, but it is only approximate for
increasing values q. Other operators, which were easier to manage analytically, were tested,
but either they did not show a sensitive resonant behavior of the energy as a function of 7,
as we expected, or they did not correctly reproduce the limits for low ¢ and 7 values.

Using Egs. 5.26-5.28 and 5.29 into Eqgs. 5.9 and 5.12 yields integral expressions on the
g.s. electronic density n(z) along the z axis. The expressions for m; and ms are given in
the Appendix. An effective electronic mass has been included to incorporate band effects.

Two different analytical approximations are used for n(z); the first, a double-step func-

tion centered at z = 0,

ns(z) = 20 {9 (—z - g) 10 (—z + g)] , (5.30)

where ng = 3/4nr3 (where 74 is the bulk one-electron radius), 6(z) is the step function,

and d is the width of the electronic-profile step of density n/2. The second is an analytical
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approximation of the Lang-Kohn calculation given by

n
nri(z) = eZTO—i—l (5.31)

The double step is taken to be the surface width of the smooth density (Eq. 5.31), defined
as d = z9 — z1 where n(z2) = 0.1ng, and n(z1) = 0.9ng [39].

The effective electron mass used in the calculations and the § parameter, which deter-
mines the softness of the electronic profile (Eq. 5.31), are taken from the fit of the polynomial
approximation to the experimental data given in Ref. [26] for the surface monopole modes

and the analytical expression obtained using Qs in the low-¢ limit, which is given by [39]

w(q) = \/02%[1 — ¢61n(2)). (5.32)

Numerical calculation of the space integrals is carried out along a longitude centered at

z = 0 and bounded by z values that satisfy the condition
e20°2* < 10710, (5.33)

for each ¢ value. This exponential comes from the @,,, function and appears in all the 2z
integrals. Analytical expressions for the energy moments in the low-¢ limit could not be
obtained, even for the double-step case. We could only infer that the first non-vanishing
g-dependent term in the expansion of the dispersion relation w(q) is proportional to ¢2.

If ¢ = d = 0 is considered, the bulk plasma energy w,, is recovered in the limit 7 — 0. The
values used in the calculations are summarized in Table 5.1. The last column of Table 5.1 is
the experimental value of the monopole surface plasmon (¢ = 0) used in the normalization
of the experimental data given in Ref. [26].

In the case of Al, no polynomial approximation is given in Ref. [26]. To obtain numerical
results from the use of Eq. 5.31, a trial value of § = 1.6 a.u. was used. No effective-mass-

type correction was performed.

5.3 Results and discussion

We have applied the method described in the preceding section to free-electron-like plane
surfaces. The first point in question is related to the value of the 7 parameter that must be

used, once ¢ is fixed, in order to calculate the dispersion relation w(q).
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Energy (a.u.)

Figure 5.1: 7 dependence of the Coulomb (C') and kinetic (T") contributions to the excitation
energy for Na. Curves labeled C are \/m3(C)/m; and those labeled T are \/m3(T)/m;.
Three different values of ¢ are considered: 0.02 a.u. (solid line), 0.05 a.u. (dashed line) and
0.15 a.u. (dot-dashed line). The triangles below indicate the place of largest slope in each
case. They correspond, from left to right, to the solid, dashed and dot-dashed lines. Eq.

5.30 is used for the electronic profile.
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metal Al Na K Cs

Ts 2.07 | 3.93 | 4.86 | 5.62
d 4.34

0 1.6 | 1.06 [ 0.95 | 0.6
m* 1 1.14 | 1.3 | 1.58

wep(exp) eV || 10.3 | 3.99 | 2.73 | 1.99

Table 5.1: Physical parameters used in the calculations. § and m* for Na, K, and Cs are
obtained from the fitting of our model (Eq. 5.32) for surface plasmon and the polynomial
approximation to the experimental data given in Ref. [26]. The 6 and m* values for Al
are trial values. d is the width of the electronic step (see text). The experimental surface-
plasmon frequencies used in the normalization of the data reported in Ref. [26] are also

given.

Figure 5.1 shows the contribution to the energy of the Coulomb (y/m3(C)/m;) and ki-
netic (y/m3(T)/m1) terms for Na at three different q values, as functions of the 7 parameter.
Whereas the kinetic contribution has a monotonic increasing behavior, the Coulomb term
develops an abrupt increase for 7 approximately equal to 2¢ (marked below by arrows).
Though not apparent on the scale represented in Fig. 5.1, the Coulomb term shows an
oscillatory behavior along the 7 axis that resembles the structure obtained for the excita-
tion energy of a metallic sphere as a function of ¢, [34]. In this last case, the peaks of the
oscillatory behavior of the energy function correspond with the ¢.-quantized values that
describe the bulk modes of the system. In the planar case, the first 7 derivative of the total
energy gives a much more accurate evaluation of the resonant values of 7, as can be seen in
Fig. 5.9 (for ¢ = 0.05 a.u.), which will be commented on below (in addition to Na, results
for Al, K, and Cs are also shown). This g-dependent resonant value is the one chosen in the
determination of the energy of the modes. In Fig. 5.1, a double-step density is considered
(Eq. 5.30), whereas in Fig. 5.9 a soft profile is used (Eq. 5.31). Within the accuracy of our
numerical calculations, the resonant value of 7 does not depend on the electronic profile for

these low ¢ values, as is pointed out below.

As q increases, the resonant behavior becomes less and less apparent, as the Coulomb
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contribution is flatter and the kinetic term is shifted towards larger values, thus making
the structure of the total energy less pronounced and in turn the modes less observable.
This behavior agrees with experimental results that show that the multipole modes become
unobservable for values of ¢ much smaller that the Landau damping cutoff value given
approximately by g. = wp/vr = 0.90,/75 (g. = 0.45 a.u. for Na, vp is the Fermi velocity).
In a TDLDA calculation of the dispersion relation of the multipole modes given in Ref.
[26], the error bars become larger for increasing values of ¢ (see Figs. 6-8 therein) showing

an increase in damping, in agreement with our results.

To give an idea of the sensitivity of the resonant 7 value on the width of the step, two
different values of d are chosen to study the behavior of the Coulomb contribution. Figure
5.2 shows that the value of 7 that makes the most abrupt variation of the energy is the same
for both values of d (the position of the arrow is the same in both cases). Even for d = 0
(a one-step electronic profile), the Coulomb term would show an abrupt increase in 7 and
so a multipole mode, contrary to the result obtained by Bennett [16] who found within a
hydrodynamical calculation that multipole modes are strongly dependent on the electronic

profile, and appear only for a certain value of the decay length at the surface.

Figure 5.3 shows all the different contributions to the energy in order to study the
relative importance of the exchange and correlation interactions within the local model used
(Egs. 5.26 and 5.27). For 7 = 0.1 a.u., the exchange term is about 13% of the Coulombic
plus the kinetic contributions, whereas the correlation term is only about 4%. Both terms
are negative (the values presented in Fig. 5.3 are —+/[mz(ex)/m1| and —+/Jms(cor)/m1],
respectively) and tend to lower the slope of the dispersion relation in a similar way as was
previously reported for bulk plasmons (see Ref. [93]). If nonlocal effects are considered in
the exchange term, its contribution to the Coulombic part decreases but still produces a
lower slope [96]. The inclusion of exchange and correlation makes the Coulomb interaction
weaker, the electrons freer, and decreases the necessary energy to create a plasma oscillation.

Eq. 5.31 is used for the electronic profile.

To study the dependence of our results on the metallic density, in Fig. 5.4 a comparison

between the dressed Coulomb (1/[m3(C) + ms(ex) + ms(cor)]/m1) and kinetic contribu-
tions for Al, Na, K, and Cs for a fixed value of ¢ = 0.05 a.u. is shown. The dressed

Coulomb contribution of Al lies off the scale (it is about 0.45 a.u.) and crosses the kinetic
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Figure 5.2: Same as Fig. 5.1 for ¢ = 0.05 a.u. for two different values of the double-step

width. The triangle below indicates the position of the largest slope for both cases.
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Energy (a.u.)

cor
eXx

00 02 04
T (a.u.)

Figure 5.3: Same as Fig. 5.1 for the Coulomb and kinetic contributions to the excitation
energy, together with the exchange (—+/|ms(ex)/m|) and correlation (—+/|ms(cor)/m1|)

terms as functions of 7. ¢ has a value of 0.05 a.u. Eq. 5.31 is used for the electronic profile.
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Energy (a.u)

00 01 02 03 04 05
T (a.u.)

Figure 5.4: Dressed Coulomb (1/[m3(C) + ms(ex) + mg(cor)]/m) and kinetic (the same
as in Fig. 5.1) contributions to the excitation energy as functions of 7 for four different
metals. The Coulombic term for Al is off the scale and crossed the kinetic branch for 7
larger than 0.5 a.u. The arrow below indicates the position of the largest slope, the same

in all cases. Again, ¢ = 0.05 a.u.
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branch for 7 larger than 0.5 a.u. It is clear from the figure that the structure of the total
energy is washed out as ry is increased, as the cross point of the Coulombic and kinetic
branches decreases, and the Coulomb contribution becomes flatter. This behavior again
agrees with the tendency shown in the electron-loss spectra given in Ref. [26] (see Fig. 5
therein). The peak of the multipole mode is much less apparent in the Cs case than it is in
the Na or K. The transition from a collective to a single electron-hole excitation is related
to the increasing contribution of the kinetic energy to mg and so to the position of the cross
point of the Coulomb and kinetic branches, which decreases for higher r; values. However,
according to the above, Fig. 5.4 would predict the observability of multipole modes in Al,
in contrast to experiments. This point will be discussed in the last section.

Figure 5.5 represents the dispersion relation for Na within a calculation that excludes
exchange and correlation interactions and its aim is to compare the results obtained from
the use of Eq. 5.30 (full line) and Eq. 5.31 (crosses). We also added the experimental data
taken for Ref. [26]. As was previously pointed out, there is a negligible dependence of the
results on the details of the electronic profile for these values of q.

Figures 5.6-5.8 collect the full calculation (including exchange and correlation terms
and using Eq. 5.31 for the electronic profile) of the dispersion relation for Na, K, and Cs
(full curves). The best fit with experimental data takes place for K as was previously the
case for monopolar surface modes [39]. The TDLDA results reported in Ref. [26] are also
given. The bars in the figure indicate the uncertainty of these results. The extrapolation

to ¢ = 0 of our numerical calculation gives a value of

w= a, (5.34)

vm*
where m* is the effective electronic mass and a = 0.84 is independent of the metal, in
excellent agreement with experimental findings.

As one moves from Na to Cs, the TDLDA results become better than the SR results.
The reason lies in the nature of the SR method in which an average evaluation of the
response function is implicit. As rs increases, the electron-hole contribution to the average
becomes more important as a consequence of the relative increase of the kinetic term as
was discussed previously (see Fig. 5.4). The presence of electron-hole excitations lowers
the average energy. Due to the energy factors in the SR (see Egs. 5.3 and 5.8), the high

energy collective state continues to exhaust the m3 SR also at relatively high ¢, but not the
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w (a.u.)

0.18 -

Figure 5.5: Dispersion relation of multipole modes for Na. The solid line is obtained using
a double-step profile (Eq. 5.30) and the crosses using the soft profile (Eq. 5.31). Exchange
and correlation interactions are not included. Experimental data taken from Ref. [26] are

also given (squares).
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Figure 5.6: Dispersion relation of the multipole plasmon modes for Na including exchange
and correlation effects and using Eq. 5.31 for the electronic profile. Experimental data
from Ref. [26] is included (squares). The vertical lines denote the results of the TDLDA
calculation from Ref. [26]. The dot at ¢ = 0 is the extrapolated plasma frequency in the
TDLDA calculation.
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Figure 5.7: Same as Fig. 5.6 for K.
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Figure 5.8: Same as Fig. 5.6 for Cs.
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Figure 5.9: First 7 derivative of the excitation energy for four different metals as a function
of 7. From top to bottom: Al, Na, K and Cs. Exchange and correlation terms are included

and a soft electronic profile is considered (Eq. 5.21).

m1 SR, which begins to take contributions from single-particle excited states and then Fs

becomes lower than the TDLDA value.

Finally, Fig. 5.9 shows the first 7 derivative of the total energy which develops a pro-
nounced peak for 7 = 2¢, nearly independent of the metal. Contrary to the findings of some
previous works [16, 97, 98] that suggest that the multipole mode is a trapped standing wave
inside the surface layer and therefore strongly dependent on the width of the surface region
as a consequence of the matching condition, 7 (and its associated wavelength \ = 27/7) is
mainly determined by the localization of the operator @,,, around z = 0 determined by ¢

in the exponential e~7°%* There are some arguments that support this observation. One is
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related to the behavior of the electronic-density fluctuation related to a multipole mode. In
Ref. [26], the density distribution for rs =5 a.u. and ¢ = 0.06 a.u. extends over a distance
of about 16 a.u. on the z axis, while for this value of rs the width of the surface region would
be about 4 a.u. The other argument refers to a consequence of sum-rule calculations in that
a relationship is established between the operator ) and the electronic-density fluctuation,

which is, to first order in @, given by Eq. 5.22,
ni(7) = —V(nvVQ), (5.35)

where n is the g.s. density. This relation gives to the n; function the same exponential
dependence on z, that is to say, the plasma oscillation is localized in a region determined by
q. There is, however, a residual dependence of 7 on the metal that augments as ¢ increases,
thus making the localization region and the surface width comparable. The matching
condition on 7 determined by the width of the surface would give a constant value of 7
for all ¢ momenta and within a SR calculation, it would produce a negative slope of the
dispersion relation.

There are more resonant peaks for larger values of 7 for a fixed ¢q. However, they lie in
the unobservable region due to the high value of the kinetic-energy contribution. Actually,
the experimental values correspond to the first quantized value of 7 (the one in Fig. 5.9).
It is due to this quantization on the momentum along the z direction that makes it possible
to obtain the dispersion relation of the multipole modes from inelastic- electron-scattering
experiments in the reflection mode of Ref. [26] as there is no momentum conservation in

the z direction.

5.4 Concluding remarks

An alternative study which clarifies some aspects of multipole collective modes in metal
surfaces is presented. The interplay between Coulomb and kinetic energies allows us to
predict under what circumstances these modes might be observable. The Coulomb contri-
bution develops resonant behavior for discrete values of the z-direction momentum. This
resonant structure is washed out by the kinetic contribution for increasing ¢ values smaller
than the Landau damping cutoff. For a fixed ¢, only the first quantized mode turns out to

be observable. The resonant z-direction momentum is approximately equal to 2¢q for low
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g values and is increasingly dependent on the surface profile as its associated wavelength
becomes comparable to the surface size. Exchange and correlation effects reduce the slope
of the dispersion relation due to the weakening of the Coulomb interaction.

The fact that in the case of Al experimental data do not show multipole modes means
that further modifications to our calculations must be made in order to account for the
probability of excitation of these modes. In Refs. [2] and [62] the imaginary part of the
centroid function d(w) directly related to the probability is obtained. This function develops
a resonant structure at the multipole frequency, which decreases for denser metals. This
tendency competes with the increasing resonant structure shown in Fig. 5.9. Considering
that a simple metal in our model is characterized by three parameters 4, §, and m*,
everything tends to suggest that the softening of the electronic profile at the surface produces

an effective strong damping mechanism that extinguishes the mode.
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Chapter 6

Plasmons in simple-metal slabs: a

semi-classical approach

Collective excitations in simple metal systems can be described successfully in terms of
a local one-body excitation operator Q. For the plasmon modes of a simple-metal slab,
plane wave expansions of QQ are calculated using a variational procedure, equivalent to a
restricted RPA calculation. The dispersion relation and the density fluctuation for each
mode are found in the sudden approximation using the proper QQ operator and the RPA
sum-rule formalism. The contribution of the exchange and correlation energy is estimated
using a local density functional. The positive background is described within a jellium
model while the ground-state electronic density is approximated by a double step profile.
The response of the slab to a g-dependent external operator is analyzed. The density
fluctuation of the plasmon modes above the plasma frequency form standing waves across
the slab. The spectra below the plasma frequency is qualitatively different to that of local
optics calculations, due to the appearance of two multipole plasmon modes that shift down
the origin of the wy plasmon. The dependence of the results on the width of the slab, on
the density of the simple-metal and on the surface diffuseness is discussed. Throughout,

the difference with previous RPA and TDLDA calculations is stressed.
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6.1 Introduction.

There are several ways in which the dispersion relation of the plasmon modes in systems with
translational invariance can be measured. The first experiments on simple metal slabs used
a dielectric substrate to support the metal film and measured the light transmittance [99] or
the photo-electric yield [9]. More recently, molecular-beam epitaxy has been applied to grow
thin metallic layers between two insulators [100] or Al,Gaj_,As heterostructures simulating
a positive jellium background [101]. Also electron energy loss spectroscopy (EELS) has been

used to study adsorbed simple-metal layers on an aluminium substrate [27].

The spectrum of a simple-metal slab has two distinct parts: the plasmon modes that
lie above wy,, corresponding to standing waves across the slab, and the surface plasmon
modes, with lower frequencies. Among the surface modes of a slab, the w_ and the w,
modes give rise to the ordinary surface plasmon when the width of the slab becomes large.
Also, one should expect to find in a slab surface modes that are equivalent to the multipole
plasmon mode of a surface. The first successful attempts to study the collective modes
of a simple metal slab were made employing macroscopical Maxwell equations together
with a Drude dielectric function [102] and an hydrodynamical model [90]. More recently
some theoretical calculations have been done using the random-phase approximation (RPA)
[100, 103, 104, 105, 106] and the time-dependent local density approximation (TDLDA)
[21, 22, 23, 107]. These microscopical approaches overcome most of the difficulties presented
by classical models [2]. The w_ and the w, plasmons are studied thoroughly in all this
references but the results do not differ too much from the hydrodynamical model ones [108].
Only some of them discuss the existence of additional multipole plasmon modes. Liebsch
[23], in a calculation of the plasmon modes of a simple-metal overlayer on an aluminium
substrate, finds a multipole plasmon that hybridizes with the w; plasmon. Schaich and
Dobson [21] also obtain a peak in the response function at frequencies between w,, and wy,/ V2
but they do not conclude whether the cause is a collective mode or is due to intersubband
excitations, although in a previous work [22] Dobson suggests the existence of two multipole
plasmons and gives its dispersion relations.

A multipole plasmon mode has been detected in simple-metal clean surfaces using EELS
[19]. Its dispersion relation has a positive slope when the momentum k parallel to the sur-

face is zero while the frequency at this point is 0.8w,. This value agrees with theoretical
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calculations [19, 40]. Multipole plasmon modes are associated with electronic-density fluc-
tuations that are peaked at the surface region and have decreasing oscillating amplitude
towards the interior of the metal. It can be shown [62] that the integral of the electronic
density perpendicular to the surface is zero. Unlike ordinary surface plasmons, they are
optically active because their frequency is different from 0 in the small momentum limit
and, hence, its dispersion relation crosses the one of light. The common lore states that
multipole plasmons are the bulk modes of the selvedge region, which is not very sensitive to
the thickness of the slab. One expects that at least some of these properties, well established

for simple-metal surfaces, should be valid for slabs.

The aim of this work is to show that with the RPA sum-rule formalism (SR) it is
possible to obtain the full spectrum of collective excitations of a simple-metal slab, even
the rarely studied multipole plasmon modes, without the heavy numerical computation
that is involved in a self-consistent calculation. This formalism is able to produce useful
results for different geometries [37, 38, 76, 93]. In particular, a good agreement has been
obtained between experimental data and the dispersion relation of surface plasmons [39]
and multipole plasmons [40] on a plane simple-metal surface. It has some advantages over
other methods. The different contributions to the energy of each mode can be analyzed
on its own and semi-classical approximations for the kinetic energy are easily implemented.
It can incorporate electronic exchange and correlation interactions using a local density
approximation. Within the SR formalism it is not difficult to employ realistic electronic
profiles. In fact the results have RPA precision as long as a self-consistent ground-state
electronic profile is used [43], although only an average of the response function can be

obtained.

Usually, when working within the SR method, it is assumed that for every collective
mode there exists a local one-body observable that excites that mode without mixing it with
others. In order to obtain useful results an appropriate excitation operator () must be found
and the system must have well-defined collective modes. Otherwise it would not be possible
to get any valuable information from the averaged response function. There is not a unique
way to find such an operator. Sometimes the properties of a given operator ) determine
the kind of mode that it excites. For example, an operator that fulfills Laplace’s equation

can only excite monopole surface modes [39]. A restricted variation of () on a parameter

85



[40] can be useful if a sufficiently general form of @ is employed. In RPA calculations an
excitation operator () can be found for each mode but although it will be an observable, in
general it is not a local operator. To approximate @) as a local operator is called local-RPA
[36] and has been applied successfully to liquid helium [109], nuclei [110] and metal clusters
[37]. We use local-RPA to find a proper @) operator as a momentum expansion.

Instead of a self-consistent electronic profile, a double step profile is used to describe
the ground-state. This leads to a simplification of the calculations which can be performed
analytically without a great loss of precision because it has been shown [40] that there is

little quantitative difference between the results from any of the two models.

6.2 Application of local RPA to a metal slab

In this section we first give a short review of the method as it was stated in [36] (see this
reference for more details). Then we expatiate on the particularities that we have had to
devise to adapt it to our problem, the most important being the choice of the form of the
functions that give rise to the sought-after excitation operators.

Both local and full RPA demand as a starting point a description of the ground state
of the system at issue. Within the quasi-bosonic approximation this description is usu-
ally furnished by working out the Hartree-Fock approximation to the ground state state
|¢o). This approximation is acceptable as long as one assumes that correlations are small.
Once the Hartree-Fock problem is solved, the essence of the method is to build the excita-
tion operators as linear combinations of one-particle-one-hole operators, and determine the

coeflicients of the expansion by solving the equation of motion

(ol [Cons [H, CF]] 160) = S, (6.1)

where C’;fl and C), are the creation and the annihilation operators. These operators fulfill

the well known orthonormality relations
[Cm C;[n] = Opm- (6.2)

An alternative description of RPA can be made based upon the operator

_Cl+C,

@n 7
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Eq. 6.1 becomes
H.[H.Qulyp] = (heon)’ Q. (6.4)

The ph symbol means that the operator is projected onto the linear space spanned by
one-particle-one-hole states.

The operators ), have a clear physical meaning. Within the framework of Quantum
Mechanics the operator @Q,, represents the physical process that excites only the n-mode
when applied over the ground state. This follows from definition 6.3 and the properties of
the creation and annihilation operators.

Local RPA assumes that the operator @, is a local one-body operator. This means that

it can be expanded in terms of a function f,, as follows,

N
Qn = an(fz) ; (6.5)
=1

where N is the number of electrons and #; = (z;,y;, 2;) is the position operator of the i-th
particle.

In order to determine f,, we expand it in a series that we shall choose taking advantage
of the particular problem we are facing at.

We will focus on the problem of a gas of electrons in a simple metal slab of very large area
A and thickness d. If the gas is made of NV electrons, then the operator of total momentum

Gtor Of the gas will be;
N
Got = Y _ G (6.6)
i=1

We will assume the slab to be parallel to the XY plane and consequently write any vector
as q = (E, D), k being the 2 dimensional vector that lives in the x — y plane and p is
the projection along the z axis. Translation invariance in the z and y axis leads to the
conservation law;

[H kot | =0 (6.7)

So, the eigenvalues k of operator k are good quantum numbers for our system. As k is a
true quantum number of the problem, we may advance that each ), operator has a well
defined k, in other words, it has the form

N

Qn =" e*Rig, (%), (6.8)

J=1
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where R stands for the 2 dimensional vector (z,y). This observation suggests that we relabel
Qn as Qi in the sequel.
As for the f,, functions, which we haste to relabel in accordance with the previous

discussion, we may write
Jrn(R, 2) = exp (1kR)¢pn(2). (6.9)

Any realistic electronic profile vanishes for distances far enough from the boundaries of the
slab. We can think the gas of electrons to live in a linear box of size L. We must take L to
be larger than d as there are electrons wandering outside the slab, but provided L is large
enough, physical results are L-independent. Nevertheless the value of L must not be larger
than necessary because this would increase the number of terms needed in the expansion.
It should be emphasized that the exact value of L is not critical as long as these conditions
are fulfilled.

Now we have a physically motivated choice for the basis which generates ¢,; we take

¢ to be expanded in terms of a Fourier basis
On(2) = Zalneiplz, (6.10)
l

with p; = QT”l Equivalently, we may expand the () , operators

Qkn =D 43 Qkprs (6.11)
1
with
N A
Qrp, = Zexp (ikR;) exp (ip1%;)- (6.12)
j=1

In this way, we have expanded the operators (), in a complete series where every term
represents a plane wave with a well defined momentum.

We adopted this approach as it is the one that yields the simpler equations. It is not so
easily applicable in the case of infinite or semi-infinite systems, as L has to be sent to oo
and the system of equations is no longer discrete. The formalism leads then, from Eq. 6.4,
to a fourth-order differential equation for @ [36].

The completeness of the series is a requirement that can be overlooked if we are interested
in obtaining just a part of the spectrum. Anyway, a non-complete series should be used

only if there are clear physical arguments that fix the form that the operators @, should
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have. As we are trying to obtain a number M of modes, not limited by the mathematical
form of the series, in our case the use of an expansion as general as possible is compulsory.

By construction, the @, operators will have a period L. This is done just for mathe-
matical convenience. We have truncated the previous Fourier series Eq. 6.10 or Eq. 6.11
making sure that the terms not considered do not affect the energy of the modes that we
are going to study. This can be done checking the convergence of the results as the number
of terms is increased. a? are coefficients that can be obtained by minimizing the energy

functional [36]. Written in terms of the Fourier coefficients Eq. 6.4 reads [36]
[Kap = (Bewn)*Bag| ag =0, (6.13)
Kop and B,g being respectively;
Bog = (ol [Qa: [H, Qs]] |P0), (6.14)

Kap = (@] [[Qa, H] , [H, [H, Qs]]] | o). (6.15)

H is the Hamiltonian of the system and |®) the (Hartree-Fock) ground state. Needless to

say that the sum-rule approach

my = 3 | (n]QI0) P = (ol @, [H, Q1) 20), (6.16)
my = 32 ()| nlQI0) P = 3 (o] [Q, H]  [H, [H, Q] | o), (6.17)
By = =2, (6.18)

mi

is a particular case of Eq. 6.13 because if we could find a series expansion such that every
term would couple to a different eigenmode, Eq. 6.13 would be separated into a set of
equations like Eq. 6.18, one for each term of the series. It can be shown [30] that E5 is an
upper bound to the energy of the mode excited by Q.

Once equation 6.13 is solved, it should be checked that the operators C,, and C} fulfill

relation 6.2, or, what is the same, that the array
Bom = Bapalal, (6.19)

is diagonal.
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Solving equation 6.13 for a fixed value of k does not only deliver the optimal operator
@ but also the dispersion relations of the collective excitations wy, (k). We calculate the

dispersion relation in an equivalent, but more transparent way. As the Hamiltonian

H = /dr [27:;7'(7’) + ”(27“) <e2/dr'|:(_r;)/| +21)j(7“))]
= Hy+H. (6.20)

contains a kinetic and a Coulomb term, we can evaluate separately the contribution of
each part of the Hamiltonian to the ms sum-rule. When the @ operator used is that
obtained in solving Eq. 6.13, the eigenvalues of this equation are, by construction, the
E3 energy obtained from Eq. 6.18 taking into account all the contributions to ms. If Ej
is calculated using only a contribution to mg, the quantity obtained gives an idea of the
relative importance of that term in the total energy. The inclusion of an exchange and
correlation term when solving Eq. 6.13 is done in a perturbative way, as explained later on.

Another important magnitude in the sum-rule formalism is the sudden approximation

to the density fluctuation given by
n1(Q) = —hV [nVQ] . (6.21)

It is the first-order contribution to the density fluctuation of the |n) state described in the
appendix and usually gives a reliable description of the properties of the eigenstates of the
system. It can be employed to calculate a semi-classical approximation of the transition

probabilities of any given external excitation operator QQe;: using

A 2
|(n|Qeat] ®o)|* =

- 2w Bpp

/ erextnl (Qn)

(6.22)

It can be proved using Eq. 6.19 that for any operator that belongs to the space spanned by
the Fourier basis, the sum rules m; and mg are evaluated exactly inserting these probabilities
in the definitions given by Eqgs. 6.16 and 6.17. As an easy exercise, we could replace Qezt by
any solution ),, and build the spectrum of the system when it is excited by this operator.

The spectrum or strength function is defined as
S(w) =" 6(Ey — hw)|(n|Qeat|Po) |- (6.23)

The result turns out to be a Dirac delta. This demonstrates that the response obtained

from Eq. 6.22 for any excitation operator takes into account only the excitation of infinite-
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life plasmons. This is just a characteristic of the RPA. Nevertheless, we will use it later to

analyze the response of the slab to a particular operator.

The key part of the calculation is to choose the number M of terms of the ) expansion.
This is done, for a given momentum k parallel to the surface, examining the energy of the
modes in front of M. It is also checked that the results corresponding to the modes studied
diagonalize the array given in Eq. 6.19. The value of M necessary to attain convergence
depends on a great number of physical factors. As the main assumption of Local RPA is
the existence of well defined collective excitations, we should expect the convergence to be
difficult or even impossible in all those situations where a severe damping of the plasmon

modes is expected.

From a quantitative point of view, the Coulomb contribution to X is the responsible for
the appearance of real solutions in Eq. 6.13. The kinetic term has a monotonic behavior
along rows and lines and only modifies the basic structure of IC given by the Coulomb term.
Moreover, if the magnitude of the kinetic contribution becomes comparable to that of the
Coulomb one, the solutions become unreliable because the Coulomb contribution is washed

out by the kinetic one.

A physical picture can serve to connect this mathematical behavior with the damping
of the plasmon modes. Within the jellium model, the damping is due only to the Landau
mechanism, in which a plasmon decays into a particle-hole excitation. This process is only
probable when the kinetic contribution to the energy is comparable to the total energy of
the collective mode. This kinetic contribution to the total energy is provided by the own

superposed particle-hole excitations that form the collective mode.

The relative importance of the Coulomb contribution against the kinetic one increases
with the electronic density. For this reason in high-density metals like aluminium conver-
gence will need lower values of M than in low-density metals like cesium. Also when the
momentum & approaches the Landau cutoff value, given approximately by ¢. = w,/vp,
convergence is impaired. The surface diffuseness also plays its role because an increasing
diffuseness tends to lower the Coulomb contribution to the energy. All these trends, that

are related to the damping of the modes, are present in our calculations.

The size of the system is also an important factor, as the bigger the system, the more

terms we need to reach a certain accuracy. In fact, for large values of M adding more
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terms to the series does not improve the precision of the results because, although the @,
operators may be calculated with a greater precision, new high energy modes have to be
orthogonalized together with the others. This sets an upper bound on the size of the slabs
that can be treated within this method. In the case of sodium the results are reliable for
slabs of 60a.u., taking M = 75, whereas if the width is 100a.u., a few modes, like the w,

do not converge even for M = 101.

At this point we just need to solve equation 6.13 and we will do so by expressing K.z
and B,g in terms of the local density n(r) and the kinetic-energy density 7(r) (due to the

symmetry discussed so far the only dependence of this quantities is on the z axis)

n(r) = 3 I6(r) %, () = - IVo(r)l? (6:24)

To compute the kinetic term the most direct approach consists in taking the kinetic energy

of a free gas of electrons;

T = an(r)°/3. (6.25)

The Coulomb part contains the Coulomb interaction between electrons (of charge e) and
the interaction with the jellium through a potential v(r). An estimation of the exchange

and correlation energy is made using the following Slater- and Wigner-type expressions

n(r)t/3

3 1/3
ex — T - bi,
‘ 4cm(r) en(r)t/3 +d

(6.26)

with @ = \/3/7,b = 44,c = 7.8 and d = a/2. Although this term is not included in the
Hamiltonian when computing (), a contribution to the mgs sum-rule is calculated just as if
it were another part of Eq. 6.20 and added to the other contributions. So the final values
of the dispersion relation are slightly different to the ones obtained in Eq. 6.13. In this way
the exchange and correlation interactions are included in the results. The main drawback is
that the self-consistency of the calculation is lost to a certain extent but this is acceptable
because exchange and correlation do not play a crucial role in the existence of the collective

excitations in an electron gas, at least for not too thin slabs.

The details necessary to solve equation 6.13 are postponed to the appendix as they

become rather technical and do not contain any new physics.
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np(metal) || 2.69 - 1072(Al) | 3.93-1073(Na) | 2.08-1073(K) | 8.84-1073
d 25 18 | 25 | 40 25 25
) 1.61 2.13 | 2.17 | 2.21 2.46 1.92
L 35 28 | 35 | 50 35 35
M 39 35 | 39 | 59 41 39

Table 6.1: Unless stated otherwise, these are the parameters used to modelize slabs of
different widths and metals. Other quantities involved in the calculation, although not

through the characterization of the ground state, are also included.
6.3 Results and discussion

We applied the method described in the preceding section to simple metal slabs. A double

step electronic profile is used as a description of the ground state

nz) =" o+ 20 o+ 0 —ae - L0 o - 10 e

The length of the step d has been adjusted in all the cases by a minimal squares procedure to
an improved Thomas-Fermi electronic profile [111] calculated for each system. The height
of the step is taken to be half of the bulk electronic density. Some Thomas-Fermi profiles
are plotted in Figure 6.1, together with their corresponding double-step profiles. The values
that characterize the density profile (from now on, atomic units are used throughout) are
collected in Table 6.1 together with other parameters chosen for the calculation.

Figure 6.2 represents the dispersion relation of the plasmon modes below w,, for a typical
system. The lower mode is the w_ mode. It begins at w = 0 for £ = 0 and tends to the
surface plasmon frequency wy/ V2 as k tends to infinite. This behavior is completely in
agreement with Local Optics [102], not like the next mode, which we identify as the w
mode of Local Optics because of its behavior in the short wavelength limit. In our calculation
it has a frequency of approximately w = 0.8w,, for k¥ = 0 when according to Local Optics,
and most RPA and TDLDA calculations (even taking into account the diffusivity of the
density profile), it should tend to w = w, for a small k. For large values of k it becomes
degenerate with the w_ mode. There is another mode whose frequency tends to 0.8w, for

low k. We call it the even multipolar mode and it behaves very similarly to multipolar
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Figure 6.1: Ground state electronic density profile for several sodium slabs of d = 18ag,
d = 25ag and d = 40a¢ (where ag is the Bohr radius). The solid lines are the Thomas-Fermi

profiles. The dashed lines represent the double-step profiles adjusted from them.
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Figure 6.2: Dispersion relation of the plasmon modes below the plasma frequency in a
sodium slab (d = 25a¢) From bottom to top can be seen the w_, w;,even multipole and

odd multipole modes. Thin lines represent, from bottom to top, wy/ V2, 0.8w, and wy,.
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Figure 6.3: Dispersion relation of the four lowest bulk plasmon resonances in the same case

as Fig. 6.2. The thin line represents the plasma frequency.

modes in surfaces of semi-infinite systems. Its dispersion relation has a positive slope when
k = 0 and tends to the same value, 0.8w,,, as in the semi-infinite case. In our calculation it
becomes degenerate for large k£ with a mode that we call the odd multipolar mode. This last
mode has its origin at the plasma frequency w,. The reason for the shift down of the origin
of the wy mode can be stated as follows: two new modes that are not usually present in
other works appear and modify the classical origins of the remaining modes. Although this
scheme is not the common one in semi-classical or fully quantum-mechanical calculations of
collective excitations in metal slabs, it is the same found in some TDLDA results [22] and

a similar behavior has been reported for plasmons in a simple-metal overlayer [23].

Figure 6.3 displays the dispersion relation of the first four bulk resonances. These
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dispersion relations are qualitatively similar to those obtained by discretization of the z
component of the momentum in a bulk plasmon dispersion relation but the slopes are flatter
than those obtained with other methods, even classical, like the Boltzmann model [9]. This
discrepancy must be attributed to the lack of terms in the kinetic energy functional given
by Eq. 6.25 taking into account the gradient of the electronic density. The discretization
of the bulk resonances is due to the finite size of the slab in the z axis because as bulk
resonances are standing waves their associated wavelength must fulfill a matching condition
that only allows the existence of a discrete set of modes. We would like to remark that the
relative positions of the origins of the upper bulk modes, well above the scale on Fig. 6.3,
should not be given a quantitative meaning. A comparison with simple models, like the one

of Ref. [9], shows that this result becomes worse as we consider higher resonances.

Further insight can be gained looking at the sudden approximation of the density fluc-
tuation for each mode. Each one of the four discontinuities in the ground-state electronic
profile produces an avoidable discontinuity in the density fluctuation. In those points the
first derivative of the density fluctuation is also discontinue. A more realistic profile should
be used to obtain quantitatively correct results but as the double-step model includes the
most important physical aspects, such as diffuseness, qualitative information like symmetry
and number of nodes is reliable. Anyway, this simple model allows to calculate the arrays
K and B analytically. The computational effort required to implement a soft density profile
would be much greater, since a numerical calculation of these arrays should be done for

each point of the dispersion relation.

The density fluctuation of the w_ and the w; modes is shown in Fig. 6.4. The symmetry
and the number of nodes of this modes are the same as those of the even multipole and
the odd multipole respectively, in Fig. 6.5. The density fluctuation of these modes is
concentrated at the surface and the main difference between them is that in the multipole
modes the density fluctuation is not constant in the middle of the slab. This result, that
seems to contradict the paradigm according to which multipole plasmons are bulk resonances
of the selvedge region, will be discussed later on. It is observed that the decreasing oscillating
amplitude that multipole plasmons show in a semi-infinite medium is not found in our
calculation for thin slabs, but we would expect to find it for widths larger than the ones

that have been considered in this work. Also, the integral along the z-axis of the density
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Figure 6.4: Sudden approximation to the density fluctuation calculated as explained in the

text for a sodium slab (d = 40ag). The dashed line represents the w_ mode while the solid

line is the wy mode.
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Figure 6.5: The dashed line represents the density fluctuation of the even multipole mode

in the same case as Fig. 6.4. The solid line is the odd multipole mode.
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Figure 6.6: Density fluctuation of the two lowest bulk plasmon resonances for the same
system as Fig. 6.4. The dashed line represents the lowest resonance and the solid line

represents the next resonance.

fluctuation is different from zero. Lets recall that in a semi-infinite system this integral
tends to 0. The density fluctuation of the bulk resonances is represented in Figs. 6.6 and
6.7.  The first resonance has two nodes and presents the typical profile of a standing
wave across the slab. In fact, we can label a resonance with its number of nodes as every

resonance has one more node than the one which lies beneath it.

Taking advantage of the transparency of the method, the contributions of the kinetic
and the Coulomb parts of the Hamiltonian to the dispersion relation are represented in Fig.
6.8. The ratio between the Coulomb and the kinetic energy differs for each mode. The

w_ mode has a negligible kinetic energy in front of the Coulomb contribution while they
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Figure 6.7: The dashed line is the third bulk resonance with lowest energy and the solid

line is the fourth. Calculation for the same system as previous cases.
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Figure 6.8: The energy contributions of the same mode are plotted in the same type of line.
The upper one is the Coulomb contribution and the lower one is the kinetic contribution.
The solid line corresponds to the w_ mode, the long-dashed to the w+ mode, the short-
dashed to the even multipole mode, the dotted line to the odd multipole mode and the
dot-dashed line corresponds to the lowest bulk resonance. The calculations are made for

the same case as Fig. 6.2.
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are comparable in the wy mode, in the region where they are far from being degenerate.
In fact, the wy mode has kinetic contribution even at £ = 0, unlike the w_ mode. As
explained earlier, damping is significant when the kinetic contribution becomes important,
so we can predict that this mode will not be so cleanly observed as the w_. As a direct
consequence of the large kinetic contribution is that we can expect the w; mode to have
a notoriously bad convergence, as it really happens in our calculation. This also happens
in TDLDA calculations [21], that show how peaks in the excitation spectra are noticeably
wider for the w; mode than for the w_. In the case of the multipole plasmons, the kinetic
contribution is smaller than the Coulomb but significant, in the small wavelength limit,
where both modes do degenerate. In this region their features should be similar to those of
the multipole plasmon in the semi-infinite medium, which is known to be severely damped
even for values of k below the Landau cutoff [26]. In the large wavelength limit their behavior
is completely opposite: the damping of the even multipole increases slightly and tends to
be the same as that of the wy plasmon. Instead, the odd multipole plasmon increases its
Coulomb contribution and, according to our results, is scarcely damped in the low-k region
—even less that the first bulk resonance. The discussion of the relative importance of the
contributions for large k£ would require a more accurate kinetic functional as the one used

tends to underestimate its magnitude in this limit.

The dependence of the dispersion relation on the width d of the slab can be seen in Figs.
6.9 and 6.10. The w_ and the w; modes tend to degenerate when k >> d~! and the same
is true for the even and the odd multipole modes. This is due to the fact that the symmetry
of the mode is not relevant when the density fluctuation of two modes is concentrated on
each one of the two faces of the slab and these are enough apart in comparison with the
wavelength of the mode. Obviously, the thicker the slab, the smaller the value of k at which
both plasmon modes do degenerate. The w_ and the wy modes degenerate at an energy
close to wp/v/2. In the semi-infinite medium limit their dispersion relations will join at
k = 0 and they will form the well known surface plasmon. The even and the odd multipole
modes will also join in a unique multipole plasmon mode [40] for extremely large slabs. In
Fig. 6.10 it can be seen that the dispersion relation of the odd plasmon mode is much more
affected by the change of the width of the slab than that of the even multipole mode, so the

dispersion relation of the multipole mode in a semi-infinite medium will be closer to that
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Figure 6.9: Dispersion relation of the w_ and the wy modes for a sodium slabs of different
widths. The solid line represents a width 18ag, the long-dashed line stands for 25a¢ and

the short-dashed line is the result for 40ag.
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Figure 6.10: Same as Fig. 6.9 but with the even and the odd multipole plasmon modes.
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Figure 6.11: Dispersion relation of the plasmon modes of two slabs of different metals and
the same width (d = 25ag). The solid line corresponds to a potassium slab. The dashed

line is used for the sodium slab.

of this last mode.

In Fig. 6.11 the dispersion relations of two slabs with a different electronic density are
plotted. The sodium slab has a greater electronic density and the energy of its modes is
higher than those of the potassium slab. Surface modes degenerate for lower values of k

and larger values of M are needed in slabs of this last metal.

In a high-density metal plasmon modes have higher energies. Both the kinetic and the
Coulomb contribution are greater but as the kinetic functional has a ng/ 3 dependence and
the Coulomb contribution is proportional to nz, the importance of the Coulomb contribution

1/

grows as n ®_ The value of the bulk density also influences the dispersion relation of the
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Figure 6.12: Dispersion relation of the plasmon modes of an aluminium slab. The width is

250,0.

plasmons, in an indirect way, through the diffuseness of the electronic profile, that depends
mainly on this magnitude. As discussed earlier, these two factors have an important effect
on the convergence of the expansion series. A plot of the plasmon modes for an aluminium
slab is displayed in Fig. 6.12. Besides the rise of the energies of the modes we can notice a
greater gap between the origin of the odd multipole mode and the first bulk resonance. This
is not due directly to the higher electronic density but to the steeper slope of the electronic

profile as will be seen soon.

In order to distinguish the effects due to the change of electronic density and those
caused by a different diffuseness of the profile, we studied three systems where we changed

only the length of the intermediate step, keeping the bulk density constant. Results are
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represented in Fig. 6.13. If the length of the step is reduced, the origins of the w, and of
the even multipole tend to rise, they are no longer at 0.8w,, and a gap appears between
them. It is clear that the origin 0.8w, depends strongly on the diffuseness of the surface and
can be used as a test on how realistic an electronic profile is. The odd multipole and the
first bulk resonance also have higher energies for £ = 0 and the gap between their origins
also increases. The slopes of the dispersion relations of the even and the odd multipole
modes suffer a significant change and are closer than before. Finally, for a system with no
diffuseness, the origin of the w; mode has risen up to w, and the two dispersion relations
of the multipole modes are in the same place as the first and second bulk resonances in
the previous systems. The result of the reduction of the diffuseness is that even and odd

multipole modes merge into the first two bulk resonances.

Although these results correspond to unphysical values of the diffuseness, they show
that the accepted paradigm about multipole plasmons is incomplete. Multipole plasmons
are commonly considered standing waves in the selvedge region but calculations of their
density fluctuation [26, 40], in the case of the semi-infinite medium, reveal that they are
extended over a wider region. A similar situation appears in TDLDA calculations of slabs
[22]. In Fig. 6.5 it can be seen that the density fluctuation varies over the whole length of
the slab, in contrast with that of the w_ and w+ that does not change outside the surface of
the slab. This makes possible a smooth variation, as the diffuseness is reduced, from these

profiles to those presented in Fig. 6.6, which correspond to the first two bulk resonances.

ikRelklz can be used to represent the Fourier component of the electric

The operator e
potential due to a point charge placed outside the slab that couples to the plasmons whose
momentum parallel to the surface is k. Therefore, it can be used to model the interaction
of the system with a classical electron, although this approach has some limitations. The
Hamiltonian given by Eq. 6.20 corresponds to a free system. Sum rules assume that the
ground state of this free system is perturbed by the external operator but do not include
the effects due to the response of the system induced by this operator. As a consequence,

the following discussion must be restricted to the large wavelength limit or, in other words,

for low values of the transfered momentum.

In Fig. 6.14 it can be seen the contribution of each one of the surface modes and the

eight lowest bulk resonances to the mq sum-rule of the previous operator, according to Eq.
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Figure 6.13: Dispersion relation of the four modes with lowest energy calculated with differ-
ent § parameters. The width of the slab is 18ag and it is made of sodium. The periodicity
of the @ operator is taken to be L = 28. The solid line represents the modes with an
intermediate step set to the realistic value § = 2.13ag. The long-dashed lines are calculated
with & = lag while while short-dashed lines stand for a system with § = 0. The number of

terms M considered in each case is 35, 35 and 25 respectively.
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Figure 6.14: Contribution to the m; sum-rule of the external operator specified in the text.

The width of the sodium slab is d = 18ag and the momentum is £ = 0.05a.u.

110



6.22. The m; contribution to the sum-rule is used instead of the strength function as it
gives a better insight of the transition probability for a set of discrete excited states. A
sharp peak in the strength function will be revealed by a dominant contribution to the my

sum-rule

Clearly the major contribution comes from the surface modes w_ and w;, while the
two multipole modes can hardly be seen. The results from the upper modes must be taken
with caution as the peak lies in the region were the orthogonalization of the modes is not

complete.

A mode will be observable if it has a distinct peak in the strength function given by
Eq. 6.23. The existence of such a peak for a certain mode depends on three factors:
the lifetime of the mode, the physical process that is used to excite the mode and the
presence of larger nearby peaks. The response calculated from Eq. 6.22 corresponds to
plasmons with an infinite lifetime, but the other two factors are included in the response
and can be discussed. The observability of the two multipole plasmons in experiments
that involve excitation from external charges will be difficult, in part because the transition
probability will be small, but the main reason is that the peaks of the w_ and w4, much
more prominent according to its contribution to mq, will nearly wash out the peaks of the
even and odd multipole modes. This difficulty can be overcome using optical methods, like
photo-emission, to detect multipole modes in an indirect way. As surface plasmons are not
optically active, the peak of the multipole modes would stand alone and, therefore, their

effects would be visible.

Finally, in Fig. 6.15 a comparison between our calculation and some previous works
is presented. The main difference between Local RPA and TDLDA as compared with an
hydrodynamical calculation [90] and a local optics calculation [102] is the presence of two
additional modes, but this is due to the fact that no surface diffuseness has been introduced
in the last two calculations. Although it has not been included in the figure, when the
diffuseness is set to zero, the local RPA results overlaps perfectly with the local optics
dispersion relation. The hydrodynamical model calculation presents a much steeper slope
of the dispersion relation since a kinetic contribution proportional to the gradient of the

electronic density is included.

The local RPA and the TDLDA results show a good qualitative agreement, but in the
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Figure 6.15: Comparison between the dispersion relations obtained by several methods for a
generic simple-metal (see the last column of the table for its characteristics). The solid line
represents the local RPA curve, but without any estimation of the exchange and correlation
energy to allow a better comparison with classical methods. The dotted line stands for local

optics and the dashed line for the hydrodynamical model. The circles are TDLDA results.
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short wavelength limit the more accurate treatment of the kinetic energy in the TDLDA
approach yields larger values for the energy and a quadratic shape of the dispersion relation.
Also, the origin of the even multipole plasmon mode seems to lie at a slightly lower energy.

This is due to the differences in the ground state used in each calculation.

6.4 Summary and conclusions

We have succeeded in developing a semi-classical calculation that includes as solutions the
even and the odd multipole modes, which are not usually considered in related calculations.
In the semi-infinite medium they are brought together into the by now well studied multipole
plasmon mode. These multipole modes modify the classical origin of the w; mode and
are closely dependent on the diffuseness of the electronic profile. Their origin is shifted
upwards when the diffuseness is reduced and they become bulk modes when it is set to
zero. The study of the m; sum-rule of an external operator that stands for the electric
potential of a point charge reveals that multipole plasmon modes are not excited by this
operator, although a conclusive statement about this issue would a require a calculation
including the response of the system induced by an approaching charge. The present work
does not address the question whether with a more realistic model for the electronic profile
the multipole plasmon modes would continue to be well-defined collective excitations. It
is true that the softening of the profile could induce some damping in these modes but
the great similarity between the selvedge region of the semi-infinite medium and that of
a slab indicates that their properties should not be very different. In fact, some TDLDA
calculations [22] support the existence of multipole plasmon modes in slabs.

The w_ plasmon is far more observable for intermediate values of k than the w4 plasmon.
This can be stated either examining the convergence of the results on the number of terms
of the expansion series, or taking into account the relative contribution of the Coulomb and
the kinetic energies. The bulk resonances closer to wj, are also realistically described. The
Thomas-Fermi density functional gives a too flat slope of the kinetic energy. The exchange
and correlation contribution lowers the energy for large values of k.

Local RPA is an economic method for finding the excitation operator Q whenever well-
defined collective excitations are expected. The size of the system determines, among other

factors, the number of terms needed in the expansion series. If a strong damping acts on

113



the plasmon modes due to high diffuseness of the electronic profile, low electronic density
or whatever other cause, convergence can be difficult to reach or even non-existent at all.
Anyway it can be a useful method to complement more involved self-consistent calculations
and, more important, to connect their results with those of macroscopic or hydrodynamical

calculations.
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Chapter 7

Conclusions and future

developments

7.1 Conclusions

Local one-body operators have been used to study plasmon modes in simple-metal sys-
tems with plane symmetry. The formalisms employed can be derived from the RPA and
semi-classical approximations have been made to simplify some calculations. The main

conclusions of this work can be summarized as follows.

7.1.1 Ordinary surface plasmon modes

The results of a sum-rule approach have been compared with the ones of a calculation
based on general non-local dielectric functions. For this reason, an explicit expression of
the coefficient oy (w) has been derived within a double-step model and has been applied using
an RPA and a Linhard-Mermin dielectric functions. The critical role played by the step
suggests that the use of a more realistic electronic profile is necessary within the dielectric
formalism, especially for low density metals.

The operator that has been used in the sum-rule calculation is able to give a good
agreement with experimental data. The best results are obtained for low-density metals
like sodium or potassium. For high-density metals, like aluminium, a Linhard-Mermin
dielectric treatment is more adequate.

A simple analytical approximation has been used to modelize the electronic density
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profile. The comparison of sum-rule results with experimental data has been used to obtain
appropriate parameters for sodium and potassium. These parameters can be useful in future
spectroscopic applications.

In the case of ordinary surface plasmon modes, the dispersion relation is dominated by
the Coulomb interaction for low values of the momentum parallel to the surface k. Instead,
the main contribution for large momenta comes from the kinetic term.

For dense metals, such as aluminium, the electronic profile at the surface plays a minor
role and the dispersion relation is not very sensible to the density profile. The contribution
of the kinetic term is more significant than for low metallic densities. In this last case, the
Coulomb interaction is the dominant part and the dispersion relation is strongly dependent

on the electronic density.

7.1.2 Multipole surface plasmon modes

In order to excite multipole plasmons, the external excitation operator has to depend on
an additional parameter. The operator that has been employed yields results close to
experimental data. This extra parameter 7 can be interpreted as the momentum in the
z-direction of a standing wave.

Predictions about the observability of multipole plasmons can be made paying attention
to the interplay between kinetic and Coulomb energies. The Coulomb contribution develops
resonant behavior for a given value of k at discrete values of 7. Only the multipole mode
that corresponds to the lowest of these discretized values of 7 turns out to be observable.
The remaining resonances are masked by the kinetic contribution.

This resonant structure is washed out by the kinetic contribution for increasing k values,
even if they are smaller than the Landau damping cutoff.

Exchange and correlation effects reduce the slope of the dispersion due to the weakening
of the Coulomb interaction.

It has not been possible to find an analytical relation between k and 7 although for low
k-values 7T is approximately twice as k. For large k-values 7 depends on the surface profile.
This happens when the associated wavelength of k becomes comparable to the surface size.

Our approach is not able to explain on its own why multipole modes are not visible in

aluminium but everything tends to suggest that the softening of the electronic profile at
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the surface produces an effective strong damping mechanism that extinguishes the mode.

7.1.3 Plasmon modes of a slab

The operator considered, that has been calculated variationally, is able to excite the whole
spectrum of a metal slab, including two multipole modes, for the electronic profile consid-
ered. The appearance of these modes in the spectrum modifies the classical origin of the
w4 plasmon. Bulk resonances are also realistically described.

Multipole plasmons in a slab are closely dependent on the diffuseness of the electronic
profile. For realistic values of the diffuseness the origin of their dispersion relation is placed
at 0.8w, and it becomes closer to w,, as the diffuseness is reduced. Also the shape of the
dispersion curve becomes more similar to those of the bulk resonances when the diffuseness
has lower values.

A soft electronic profile would be needed to obtain a satisfactory density fluctuation. It
would be also useful to discuss the observability of the multipole modes.

The w_ plasmon is far more observable for intermediate values of k£ than the w, plasmon.
This conclusion follows from the convergence of the results on the number of terms of the
expansion series and from the relative contribution of the Coulomb and the kinetic energies.

The Thomas-Fermi functional that has been used gives a too flat slope of the kinetic
energy. The exchange and correlation contribution lowers the energy for large values of k.

The number of terms needed in the expansion series depends, among other factors, on
the size of the slab. As a rule of thumb, more terms are needed in those situations where a
strong damping is expected, like low electronic density or high diffuseness of the electronic

profile.

7.2 Future developments

From our point of view, this work can be continued along many promising lines. In the
following we comment briefly some of the most remarkable.

In the slab calculation, the quantum treatment of the kinetic term should be kept fur-
ther, following the same scheme as in the semi-infinite surface calculations. The dispersion
relation would then show a correct behavior for large k. Also a realistic density profile

should be introduced in order to obtain reliable density fluctuations.
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For some systems it can be easy to infer the form that the external excitation operator
should have but for many others this is a difficult task. In these cases the variational local
RPA method can be used to obtain the whole spectrum of collective excitations. An inter-
esting system of this kind is a simple metal overlayer over a substrate because experimental
data is already available [27]. Also the parabolic quantum well should be investigated and
results compared with experimental ones [101]. A more speculative possibility is the search
of new multipole modes with a higher order multipolarity in multilayer systems [13].

There have been several recent models used to calculate the effect of the bulk band
structure on the surface plasmon dispersion [24, 25]. Their implementation instead of the
jellium model would allow to treat transition metals within the sum rule approach. As
a consequence interesting phenomena could be investigated with this formalism, like the
anisotropic dispersion in silver crystals [112].

Finally, a theoretical effort should be made to understand better some features of the
variational local RPA method [36], mainly those concerned with the error produced by

taking a finite series.
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Appendix A

Atomic units, effective mass and

dielectric constant

A.1 Dimensionality of equations in atomic units

Let m be the electron mass and ¢ the dielectric constant of the vacuum. Any equation can

be expressed in atomic units by

=1 (A1)

h = =
mn 4meq

The opposite is not so easy. Some work is required to express an equation that is given in
atomic units in any other units. The more general type of energy functional, that is likely

to be found in an equation, has the form
Eln, z, k], (A.2)

where all these quantities are in atomic units. To regain the constants that we set to 1, we

rewrite the functional as

hE[na, 2, kal. (A.3)

a

The constants a and h are combinations of elementary constants

h24re
pr— A.4
0070 (A1)
2
e
h= . A5
4mepa (A-5)

The generalization to functionals with another dimensionality is straightforward.
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A.2 Effective mass and dielectric constant

An effective mass and a dielectric constant can be implemented in two different ways. In
the first one, the functional A.2 has to be modified

*

m (e/eg)> m* €/
e/eoE[n () e/eo’k - ]- (A.6)

In this expression m* = megs/m. If we want express this functional in terms of the elemen-
tary constants, we only have to follow the procedure described previously.

A second way leaves the equations written in atomic units unmodified

(&

h=m"=—=1. A7
" 4dme (A7)
Instead, the definitions of a and h are changed
h*4
o=—" (A.8)
Mefre
2
e
h = . A.
4dmea (A.9)

If any calculation is done with the functional in atomic units, the parameters should be
given in the system defined by A.7. Often they are tabulated in the units defined by A.1.

A conversion should be made in this case

3
d* = d m ’ (A.ll)
€/€o
* E/60
Ky = k22, (A.12)

The parameters with an asterix are the one to be used.
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Appendix B

Sum rules of the operator given by

q= eikRekQZQCos(Tz)

The expressions are given per unit area XY and are valid for an arbitrary electronic density
n(z). From a dimensional analysis, we have incorporated the effective electronic mass m*
(See Appendix A) to the energy expression y/m3/m; and have assigned it to the m3 term.
We obtain

my= [ de e W 7 4K feos(2r2) + 1) + W/ (Tsin(ra)}, (B

1 e}
=53 dz o(z) e 2% {8k27sin(272)[a112 + a132°] +
—00

cos(27z)[ag + a2’ + a24z4] + aso + asez’ + a34z4}

ms (T)

1 o0
+4—*2 / dzn(z) e 2k*2 {4k?7 sin(272) [b11 2 + b132> + b152°]

+ COS(2TZ [bgo + bggz + b24z + bogz ] + bsgp + 53222 + b34z4 + b362’6}

4m*2 / dzn'( 2q2z2{sin(27’2)[610 + c122? + c142”]

+ cos(272)[ca12 + €232° + €252°] + 312 + 3325 + €352°}, (B.2)

C)= % /O:O dz n(z) e_QkQZQ{T sin(272)[k% + 7% — 12k127]
+2k% cos(272)[(k* + 37%) 2 — 4k*23) + 2K2[(k? — %)z — 4k123)}
/Oo dz' [n(z) — nj(2)]sgn(z’' — z)

,ZT N

+W dzn(z)n;(z) e 22 {4k?12sin(272) + [4k*2? — 7% cos(272) + 4k*2? + 1%}
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—i—@ dz / dz' n(z)n(2) e*kQ(ZQJrZ,Q)e*k(Z*ZI){2Tk sin[7(z — 2')]
m —00 —00

[k(z — 2') + 1] — 27k?sin[r(z 4+ 2))|(z + 2') + cos[r(z — 2')]

(k% — 7% — 4k'22 + 2k3 (2 — ) + cos[T(z + 2')]

(k% 4+ 7% — 4ktz2 + 23 (2 — 2}

(B.3)

o 1/3 2/3 1/3

Im*

(cos(272){2k*n’ (2)[3(k* + 7%)z — 4k*23)

™ (gnl/?) + 1)3

+n(2)[(3k7 + %)% — 24k (k? + 7%)2% + 16K°2]}
+sin(2rz){rn' (2)[8k* + 7% — 12k*2%)

PRI ()~ (3K + )z + 4k} - 247 (2)
[(—=3K* + 7%)z + 4k*2%] + n(2)[(3k% + 7°)?

8K 22 (—3k2 + 72) + 16k521]),

where

O’(Z) — 2(37[_2)2/3”5/3(2) + £

apn = k* — 72,

a1z = 4k*,
asp = 13k* — 2k272 + 74,
agy = 8k*(k? — 372),
asy = 16k°,
aso = 13k* + 20272 + 374,
52 = SKA(R2 + 27,
ass = 16k5,
by = 43k* 4+ 26k272 + 374,
by = —8K'(13K” + 57%),
by = 48k°

bao = 9k® — 43k*7? — 13k — 7,
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(B.10)
(B.11)
(B.12)
(B.13)
(B.14)
(B.15)
(B.16)

(B.17)



boy = 4Kk*(43k* + 78K*72 + 157%), (B.18)

boy = —16k% (13K 4 1572), (B.19)
bog = 64k'2, (B.20)
bso = 9k5 + 55k*72 + 15k%7* + 75, (B.21)
bso = 4k*(43k* + 2k 7% + 374, (B.22)
bsy = —16k5(13k* — 37%), (B.23)
bse = 64k'2, (B.24)
clo = —27° — 26k — 12k%73, (B.25)
c12 = 114k57 + 80k*73, (B.26)
c14 = —160k5T, (B.27)
co1 = —52k® — 72k 72 — 20371, (B.28)
co3 = 96K 4 160k°72, (B.29)
co5 = —64Kk1Y, (B.30)
c31 = —52k0 — 32k47% — 12k277, (B.31)
33 = 96k® — 64K5, (B.32)
35 = —64k10, (B.33)

0.88 [4m\ /3
c=—— (?) , (B.34)
g I8 ()" 3.5
n;j(z) = npf(—2). (B.36)
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Appendix C

Evaluation of mixed sum-rules

In this appendix we will present the formulae which were used in the solution of Eq. 6.13.

The first object to compute, that is B, is a straightforward calculation;

B, (k' ) = A(K? + pp)) /dz exp (—i(p — p')z)n(z) (C.1)
To compute K,z we start by considering;

Masg = Mag® + Map®™ + Mos¢
= (®o|expn ([Qa, H]) exp (77/ [QB,H]) (Hy + Hex + He) X
exp (=1 [Qp, H]) exp (=1 [Qa, H])|Po)

(| Hy + Hey + He|') (C.2)

The previous object is useful as it is connected to the one we are interested in through

formulae;

82
Ko = | —— M, C.3
3 < Gnony 6)7707",0 (C.3)

At this point we have reduced the problem of calculating the expressions in Eq. 6.15 to
the evaluation of expressions such as (nn/|F(n)|nn’) which are still quite intractable. Some

approximations are needed to go any further. We will approximate terms like this one as

(' |[F(n) ") = F (' [nfnn')) + ... (C4)

and keep just the first term.

125



The rest of the computation is straightforward but lengthy. We arrive at

Kooy = AmApp / dzn(2)? exp(—i(p — p)2)
+2md [ dedn(zn(=") exp(—i(p — p')2) exp(~ |z — 2 |k) x
(K* = pp'k +i(p + p )k sgn(z — )
~mdpp’ [ dz (n(z) = () n(z) exp(=ilp ~ 1')2)

—2iTA (pp’ + kz2) p'/dzdz' (n(z) — nj(2")) n(z) exp(—iz(p — p')z)sgn(z — 2')

(C.5)
The exchange term is easily computed with the result;
Kt = AR 4020+ [ den(2 S0
(450~ ) [ dzexp(-itp - )2) () G20 )
(C.6)

The kinetic part does not show up any further complication as compared to the exchange

term since where one reads €., one substitutes 7(n) and the rest is exactly the same.
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