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Summary

Metallic nanoparticles are an ideal laboratory for the study of electronic correlations in
the transition regime between microscopic and macroscopic systems. Consequently, their
optical properties which depend on those correlations are currently intensively studied.
Furthermore, the proposed applications of metallic nanoparticles (electro-optical devices,
biological markers, nonvolatile memories, etc.) render crucial the comprehension of the
optical properties of those objects. Pump-probe experiments permit to address directly
the electronic degrees of freedom and to study the dynamics of the relaxation after a
strong excitation in those mesoscopic systems.

The excitation of a nanoparticle by a laser pulse creates a collective mode of the
electrons, the so-called surface plasmon. It decays because of surface effects and electron-
electron interactions, creating particle-hole excitations (Landau damping). The thermal
equilibrium of the electronic system is reached after about hundred femtoseconds, and
only on a much larger time scale, the electron-phonon interactions permit the relaxation
of the electronic energy to the ionic lattice.

The treatment of the surface plasmon as a quantum particle provides a model system
for the study of decoherence and quantum dissipation in confined nanoscopic systems,
where the role of the electronic correlations is preponderant.

Throughout this work we treat the metallic nanoparticle in the jellium approxima-
tion where the ionic structure is replaced by a continuous and homogeneous positive
charge. Such an approximation allows to decompose the electronic Hamiltonian into a
part associated with the electronic center of mass, a part describing the relative coor-
dinates (treated here in the mean-field approximation), and finally a coupling between
the two subsystems. The external laser field puts the center of mass into a coherent
superposition of its ground and first excited state and thus creates a surface plasmon.
The coupling between the center of mass and the relative coordinates causes decoherence
and dissipation of this collective excitation.

We have developed a theoretical formalism well adapted to the study of this dis-
sipation, which is the reduced-density-matrix formalism. Indeed, writing the general
evolution of the density matrix of the total system, one can, by eliminating the environ-
mental degrees of freedom (the relative coordinates in our case), deduce the equations of
the temporal evolution of the center-of-mass system. Within the Markovian approxima-
tion (where the memory effects are neglected), one is then able to solve analytically or
numerically these equations. There are mainly two parameters which govern the surface
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Summary

plasmon dynamics: the decay rate of the plasmon (its inverse giving the lifetime of the
collective excitation), and the resonance frequency.

An experimentally accessible quantity is the photoabsorption cross section of the
metallic cluster, where the surface plasmon excitation appears as a broad resonance
spectrum. The width of the plasmon resonance peak (the decay rate) is a quantity that
one can determine in different manners. A numerical approach consists of the resolu-
tion of the time-dependent Kohn-Sham equations in the local density approximation
(TDLDA).! This yields the absorption spectrum for a given nanoparticle size, and one
can then deduce the lifetime of the surface plasmon excitation. For nanoparticle sizes
larger than approximately 1 nm, the width v of the peak follows Kawabata and Kubo’s
law which predicts that v is proportional to the inverse size of the nanoparticle. For
sizes smaller than 1 nm, v presents oscillations as a function of the size, consistently with
existing experimental data. By means of a semiclassical formalism using Gutzwiller’s
trace formula for the density of states, we have shown that those oscillations are due to
the correlations of the density of states of the particles and holes in the nanoparticle.
The semiclassical theory reproduces quantitatively the numerical calculations.

If one considers a noble-metal nanoparticle (where one has to take into account the
screening of the s-electrons by the d-electrons) in an inert matrix (for example a glass
matrix), we have shown that a naive application of the Kubo formula for the surface
plasmon linewidth fails to reproduce the TDLDA numerical results, which are however
consistent with experimental results. We have modified the Kubo theory in order to
solve this discrepancy. Indeed, it is necessary to take into account the details of the
mean-field potential (that one can obtain from the LDA calculations), especially its
slope at the nanoparticle-matrix interface.

If the intensity of the exciting laser field is sufficiently strong, one can ask the question
if it is possible to have an excitation of the second quantum level of the center of mass,
that we call double plasmon. This is possible if this second excited state is well defined,
i.e., its width is sufficiently small compared to the other energy scales of the system.
Up to now it has not been possible to answer this question from the experimental point
of view, although indirect observations could render imaginable the existence of such a
collective state. We have shown, by extending our semiclassical theory to the nonlinear
case, that the double plasmon is indeed well defined. In certain cases, the electronic
ionization can result from the excitation of the double plasmon, and this is observed
in experiments. We have calculated the lifetime of the double plasmon associated to
this second-order effect, and the obtained values are in qualitative agreement with the
existing experiments.

In addition to the width, we have also addressed the value of the resonance frequency.
The classical electromagnetic Mie theory gives for the resonance frequency of the sur-
face plasmon the plasma frequency of the considered metal, divided by a geometrical
factor /3. However, the experimentally observed frequency is redshifted relative to the
classical frequency. One usually attributes this shift to the spill-out effect that we have
calculated semiclassically. The electronic density of the ground state extends outside

ITDLDA: Time-Dependent Local Density Approximation.
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of the nanoparticle, resulting in the decrease of the electronic density inside the cluster
compared to its bulk value. This has the consequence to redshift the resonance fre-
quency. We have shown by means of perturbative calculations that the coupling to the
electronic environment produces an additional redshift of the surface plasmon resonance.
This phenomenon is analogous to the Lamb shift in atomic systems. Both effects, spill-
out and Lamb shift, have to be taken into account in the description of the numerical
and experimental results.

Furthermore, we have extended our semiclassical calculations of the linewidth of the
surface plasmon peak, of the spill-out, and of the environment-induced shift to the case
of finite temperatures. We have shown that when the temperature increases, there is
a broadening of the lineshape of the surface plasmon, as well as an additional redshift
of the resonance frequency compared to the zero-temperature case. Even though the
effect of the temperature is weak, it is essential for the comprehension of the electronic
thermalization in pump-probe experiments. The study of the effect of the temperature
has allowed us to qualitatively explain the differential transmission curves measured in
time-resolved experiments.
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Résumeé

Les nanoparticules métalliques sont un laboratoire idéal pour 1’étude des corréla-
tions électroniques dans la transition entre les systemes microscopiques et macrosco-
piques. En conséquence, leurs propriétés optiques, qui relevent de ces corrélations, sont
étudiées intensivement a I’heure actuelle. De plus, les applications proposées des na-
noparticules métalliques (dispositifs électro-optiques, marqueurs biologiques, mémoires
non-volatiles, etc.) rendent la compréhension des propriétés optiques de ces objets cru-
ciale. Les expériences de type pompe-sonde permettent d’adresser directement les degrés
de liberté électroniques et d’étudier la dynamique de relaxation apres une forte excitation
dans ces systemes mésoscopiques.

L’excitation d’une nanoparticule par une impulsion laser résulte en un mode collectif
des électrons, le plasmon de surface. Celui-ci décroit a cause des effets de surface et des in-
teractions électron-électron, donnant lieu a des excitations du type particule-trou (amor-
tissement de Landau). L’équilibre thermique du systeme électronique est atteint apres
environ une centaine de femtosecondes, et seulement sur des échelles de temps beau-
coup plus longues, les interactions électron-phonon permettent la relaxation de I’énergie
électronique vers le réseau ionique.

Le traitement du plasmon de surface comme une particule quantique fournit un
systeme modele pour I'étude de la décohérence et de la dissipation quantique dans les
systemes nanoscopiques confinés, ou le role des corrélations électroniques est prépondé-
rant.

Tout au long de ce travail, nous traitons la nanoparticule métallique dans I'approxima-
tion du jellium ou la structure ionique est remplacée par une charge positive continue et
homogene. Une telle approximation permet de décomposer le hamiltonien électronique en
une partie associée au centre de masse électronique, une partie décrivant les coordonnées
relatives (traitées ici dans 'approximation du champ moyen), et enfin une partie de
couplage entre les deux sous-systemes. Le champ laser extérieur place le centre de masse
dans une superposition cohérente de son état de base et de son premier état excité,
et créé de la sorte un plasmon de surface. Le couplage entre le centre de masse et les
coordonnées relatives cause la décohérence et la dissipation de cette excitation collective.

Nous avons développé un formalisme théorique bien adapté a I'étude de cette dissi-
pation, qui est le formalisme de la matrice densité réduite. En effet, écrivant 1’évolution
générale de la matrice densité du systeme total, on peut, en éliminant les degrés de liberté
de I'environnement (les coordonnées relatives dans notre cas), en déduire les équations
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Résumé

d’évolution temporelle du systeme centre de masse. Dans le cadre de 'approximation
markovienne (ou les effets de mémoires sont négligés), on est alors capable de résoudre
analytiquement ou numériquement ces équations. Il y a principalement deux parametres
qui régissent la dynamique du plasmon de surface : le taux d’amortissement du plasmon
(son inverse donnant le temps de vie de l'excitation collective), et la fréquence de la
résonance.

Une quantité accessible expérimentalement est la section efficace de photo-absorption
de la nanoparticule métallique, ou le plasmon de surface apparait comme un large spectre
de résonance. La largeur du pic de résonance plasmon (le taux d’amortissement) est une
quantité que I'on peut extraire microscopiquement de différentes manieres. Une approche
numérique consiste a résoudre les équations de Kohn-Sham dépendantes du temps dans
'approximation locale (TDLDA).? Ceci donne alors le spectre d’absorption pour une
taille de nanoparticule donnée, et I’on peut alors en déduire le temps de vie associé au
plasmon de surface. Pour des tailles de nanoparticules supérieures a environ 1nm, la
largeur v du pic suit la loi de Kawabata et Kubo, qui prédit que v est proportionnel a
I'inverse de la taille de la particule. Pour des tailles plus petites que 1 nm, v présente des
oscillations en fonction de la taille, en accord avec les données expérimentales existantes.
Grace a un formalisme semiclassique utilisant la formule de trace de Gutzwiller pour
la densité d’états, nous avons montré que ces oscillations sont dues aux corrélations
de densité d’états entre les particules et les trous dans la nanoparticule. La théorie
semiclassique reproduit quantitativement les calculs numériques.

Si 'on consideére une nanoparticule de métal noble (ou l'on doit prendre en compte
I’écrantage des électrons s par les électrons d) dans une matrice inerte (par exemple en
verre), nous avons montré qu’'une application naive de la formule de Kubo pour la largeur
de raie du plasmon de surface ne permet pas de reproduire les résultats numériques
TDLDA, qui sont eux-mémes en accord avec les résultats expérimentaux. Nous avons
modifié la théorie de Kubo afin de résoudre ce désaccord. En effet, il faut prendre en
compte les détails du potentiel de champ moyen (que 'on peut obtenir numériquement
grace aux calculs de type Kohn-Sham), notamment la pente de celui-ci a l'interface
nanoparticule-matrice environnante.

Si l'intensité du laser excitateur est suffisament forte, on est en droit de se demander
s’il est possible d’avoir une excitation du deuxieme niveau quantique du centre de masse
électronique, que 'on appelle double plasmon. Ceci est possible si ce deuxieme niveau
excité est bien défini, c’est-a-dire s’il a une largeur suffisamment faible par rapport aux
autres échelles d’énergie du systeme. Jusqu’a présent, il n’a pas été possible de répondre
a cette question d'un point de vue expérimental, bien que des observations indirectes
pourraient rendre envisageable 'existence d’un tel état. Nous avons montré, en étendant
notre théorie semiclassique au cas non linéaire, que le double plasmon est en effet bien
défini. Dans certains cas, la ionisation électronique peut résulter de I’excitation du double
plasmon, et ceci est observé expérimentalement. Nous avons calculé le temps de vie du
double plasmon associé a cet effet du second ordre, et obtenu des valeurs en accord
qualitatif avec les expériences existantes.

2TDLDA : Time-Dependent Local Density Approximation.
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En plus de la largeur, nous avons également analysé la valeur de la fréquence de
résonance. La théorie électromagnétique classique de Mie donne pour la fréquence de
résonance du plasmon de surface la fréquence plasma du métal considéré, que divise un
facteur géométrique v/3. Or, la fréquence observée expérimentalement est décalée vers
le rouge par rapport a la fréquence classique. On attribue généralement ce décalage a
Ieffet de « spill-out » que nous avons calculé semiclassiquement. La densité électronique
de T'état de base s’étend a l'extérieur de la nanoparticule, ce qui a pour conséquence
de diminuer la densité électronique a l'intérieur de la particule par rapport a sa valeur
du massif. La fréquence de résonance est alors décalée vers le rouge par l'effet de spill-
out. Nous avons montré grace a des calculs pertubatifs que ’environnement électronique
produit un décalage vers le rouge supplémentaire de la résonance du plasmon de surface.
Ce phénomene est analogue au décalage de Lamb dans les systemes atomiques. Les deux
effets, spill-out et décalage de Lamb, doivent étre pris en compte pour la description des
résultats numériques et expérimentaux.

De plus, nous avons étendu nos calculs semiclassiques de la largeur de raie du pic
plasmon, du spill-out et du décalage de Lamb, au cas de températures finies. Nous avons
montré que lorsque la température augmente, le pic du plasmon de surface s’élargit
et la fréquence du plasmon est encore plus décalée vers le rouge par rapport au cas a
température nulle. Bien que l'effet de la température soit faible, celui-ci est indispen-
sable a la compréhension de la thermalisation électronique dans les expériences de type
pompe-sonde. L’étude de 'effet de la température nous a de la sorte permis d’expliquer
qualitativement les courbes de transmission différentielle observées dans les expériences
résolues en temps de type pompe-sonde.
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Chapter 1

Introduction

La liberté est pour la Science ce
que 'air est a I'animal.

(Henri Poincaré, 1854-1912, in
Derniéres Pensées)

The understanding of electronic and optical properties of artificial structures at the
nanometer scale is one of the great challenges of contemporary physics. In this age of
miniaturization of electronic devices, a need for the comprehension of their properties
has emerged, both on the fundamental and practical levels. Metallic nanoparticles are
aggregates composed of a relatively small number of atoms, starting with clusters con-
sisting of a few atoms to large nanoparticles with more than 10° atoms (see Fig. 1.1).
Thus, these objects are intermediate in size between the domain of atoms and small
molecules, which require a full quantum mechanical treatment, and the bulk, where the
standard tools of solid-state and statistical physics can be applied. Metallic nanoparti-
cles could therefore answer the old question: “How many atoms does it take to make a
solid?”

At the mesoscopic scale between the microscopic and macroscopic worlds, matter
exhibits a wide number of new and interesting phenomena. This is due to two main
elements. Firstly, the spectrum of the electronic states at this scale is discrete, although
the interaction of the system with the environment may broaden the energy levels.
Secondly, the motion of the electrons is coherent: An electron can propagate through
the whole system without experiencing inelastic or phase-breaking scattering. Thus,
the phase of its wave function remains well-defined, opening the possibility to observe
interferences and coherent behavior.!

In metallic nanoparticles, the most striking evidence of the quantization of the elec-
tronic states in the confinement created by the ions and the remaining electrons is the
so-called electronic shell structure which was observed by Knight et al. in 1984 [5]. In
Fig. 1.2, we reproduce the experimental results of Ref. 5. The top panel shows a contin-
uous mass spectrum of sodium clusters with number of atoms N = 4-75, and a separate

'For a review of mesoscopic phenomena, see, e.g., Refs. 1-4.
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10 nm
1

Figure 1.1: Image of a single gold nanoparticle (dark central spot) of size ~ 30nm
obtained by transmission electron microscopy (courtesy of J.-Y. Bigot and
collaborators).

mass scan for N = 75-100. Each peak represents the number of clusters of fixed size
N detected during a fixed time interval in a molecular beam of sodium seeded in argon.
Large steps or peaks appear for certain masses, corresponding to N = 8, 20, 40, 58, and
92. The authors explained the stability of these special clusters by means of a model
similar to the well-known nuclear shell model [6,7]. They assumed that the valence
electrons are confined in a spherically symmetric effective (or mean-field) one-electron
potential of the Woods-Saxon form [§]

Vo

vir) = exp (r—a)/a]+1’

(1.1)

where Vy = ep + W is the sum of the Fermi energy ¢r and the work function W. We
denote by a = r,N'/3 the effective radius of the cluster sphere, where 7, = (3/47n,)"/? is
the mean distance between electrons [9],2 and n, being the bulk electronic density. The
parameter o accounts for the variation of the potential at the edge of the sphere. Solving
numerically the Schrodinger equation for this potential, they obtained the electronic
energy E/(N) for each cluster with N atoms by summing the eigenenergies of the occupied
states. Defining A(N) = E(N)— E(N —1) as the difference in electronic energy between
adjacent states, they obtained the result depicted in Fig. 1.2b. They concluded that the
peaks or steps at some special numbers of atoms N are related to the electronic properties
of the clusters: The most stable clusters have filled angular-momentum shells. One calls

2The parameter 7 is sometimes also called the Wigner-Seitz radius.
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Figure 1.2: (a) Mass spectrum of sodium clusters with number of atoms N between 4
and 75 (inset: N = 75-100). (b) Calculated change in the energy difference
A(N 4+ 1) — A(N) as a function of N (see text). The labels of the peaks
correspond to the closed angular-momentum shells (in spectroscopic nota-

tion, where s, p, d, ... correspond to [ = 0, 1, 2, ...). (Reproduced from
Ref. 5.)

those special numbers “magic numbers” because of the analogy with atomic physics.
It turns out that a sphere is a reasonable approximation for electronically closed-shell
nanoparticles [10,11]. However, for open-shell structures, the spherical shape is unstable
since distortions occur due to the Jahn-Teller effect [10,12]. In this thesis, we will restrict
ourselves to the study of spherical nanoparticles.

A powerful technique, both experimentally and theoretically, to analyze some of the
electronic properties of a metallic nanoparticle, is to study the response of the system
to an external perturbation. Electromagnetic fields provide one of the most impor-
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tant methods for probing such many-particle systems. In this context, we will restrict
ourselves in this thesis to the optical properties of metallic clusters.

1.1 Surface plasmon excitation

One of the most prominent features of a metallic nanoparticle subject to an external
driving field is a collective electronic excitation, the so-called surface plasmon [10,11,13—
16]. From a fundamental point of view, surface plasmons appear as interesting resonances
to study given the various languages that we can use for their description, which are
associated with different physical images. In Fig. 1.3, we schematize such a collective
effect. An external electrical field, whose wavelength is much larger than the size of the
nanoparticle, exerts a force on the valence electrons and on the ions which constitute
the metallic cluster. Since the mass of the ions is three orders of magnitude larger than
the one of the electrons, the ions remain fixed while the electrons are displaced from
their equilibrium positions. This creates uncompensated charges at the surface of the
nanoparticle as depicted in Fig. 1.3, and due to the restoring force felt by the electrons,
the electronic cloud oscillates around its equilibrium position. The origin of the term
surface plasmon stems from the fact that, although all the electrons are oscillating with
respect to the positive ionic background, the main effect producing the restoring force is
the polarization of the surface. As we will see, the collective surface plasmon excitation
has a finite lifetime, as well as a well-defined resonance frequency.

A very similar collective effect exists in nuclei. There, the external electromagnetic
field produces a force acting on the positively charged protons, thus separating them from
the neutrons. The nuclear restoring force results in an oscillation of the protons with
respect to the neutrons. This is the so-called giant dipole resonance of nuclei [6,7,16,17].
This resonance is quite sharp in nuclei like the one of oxygen [7], even if its energy appears
in the continuum of unbound single-particle states [16].

An experimentally accessible quantity is the photoabsorption cross section. It is the
probability that the system absorbs a photon multiplied by the area illuminated by the
photon beam. From the electronic shell structure of metallic nanoparticles depicted
above, one could expect, in analogy with atoms, that the optical spectral features relate
to transitions between the single-particle states of the shell model. However, it turns out
that the absorption spectra are dominated by the collective surface plasmon resonance.
The experimental photoabsorption cross section of singly-charged lithium clusters of
various sizes [18] is shown in Fig. 1.4. In this typical experiment on alkaline metals,
the clusters are formed in beams and probed with photons while still in the beam.
This condition is needed since alkaline clusters are quite fragile and chemically reactive,
and thus would disappear on contact with a surface or with another particle. The
photoabsorption cross section appears as a broad spectrum centered around a resonance
frequency of several eV corresponding to the visible range. The same kind of feature
appears in experiments on noble-metal clusters made for instance of gold or silver. In
those experiments, the clusters are embedded in an inert matrix (e.g., a glass matrix) [13].
This is possible since noble metals are much more stable than alkaline metals. Unlike
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Figure 1.3: Schematic representation of the surface plasmon resonance in small metallic
nanoparticles. The wavelength \ of the exciting electrical field E(t) is much
larger than the diameter 2a of the cluster. Thus, the electrical field pene-
trating the nanoparticle is nearly uniform. The gray regions symbolize the
ionic background, while the dashed circles represent the electronic cloud.
The “—” and “+” signs account for the negative and positive charges which
are not compensated. The electrical field exerts a force on the positively
charged ions and an equal force on the electrons in the opposite direction.
Since the mass of the ions is three orders of magnitude larger than the one of
the electrons, the ions are almost at rest while the electronic cloud oscillates
around the equilibrium position, due to the restoring force exerted by the
uncompensated charges.

the case of giant dipole resonances of nuclei, surface plasmons in metallic nanoparticles
are generally in the energy range corresponding to bound single-particle states [16].
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Figure 1.4: Experimental photoabsorption cross section ¢ for singly-charged lithium
clusters Li}; as a function of the photon energy. The solid line shows a fit
to the experimental data. (Reproduced from Ref. 18.)

1.1.1 Mie theory

At a classical level, the photoabsorption spectrum can be understood by means of the
Mie theory [13,19,20]. Already in 1908, Mie applied Maxwell’s equations to the case
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1.1 Surface plasmon excitation

of a dielectric metal sphere with appropriate boundary conditions. His result can be
applied to an ensemble of nanoparticles in a dielectric matrix provided that the clusters
are well separated so that one can neglect interparticle electromagnetic interactions and
multiple scattering. In the case where the sphere of radius a is very small compared to
the wavelength of the external electrical field, the photoabsorption cross section is given
within this theory by [13]

B Jwed*V e2(w)

o(w) = ¢ a(w)+ 26 + e2(w)?

(1.2)

where w is the frequency of the external field, ¢ the speed of light, and V = 4wa®/3
the volume of the nanoparticle.? e, is the dielectric function of the embedding medium
(assumed to be independent of w in the optical range), while €(w) = € (w) +iez(w) is the
complex dielectric function of the metal. Note that the expression (1.2) yields normally
the extinction cross section oo = 0 + 0gea, Where o, is the scattering cross section.
However, oy, is proportional to V?, such that for small metallic particles, the extinction
is dominated by the absorption, and ey ~ o [13].

We see on the denominator of (1.2) that a resonance appears in the photoabsorption
cross section when [e1(w) + 2€,]? + €a(w)? takes its minimum value. An estimate of
the resonance frequency can be obtained by considering a simple free-electron Drude
model [9] for the dielectric constant describing the metal. Within this approximation,

wZ

1%
e(w) =€q MR (1.3)
where w, = \/4mn.e2/m, is the plasma frequency, 7; ' the relaxation or collision time,
while e, m, and n, stand for the electron charge, mass and bulk density, respectively. €4
is the dielectric constant of the metal without the free-carrier contribution. It accounts
for example in the case of noble-metal clusters for the screening of the s-electrons by
the d-electrons. In a Drude approach, the relaxation constant +; can be related to the
mean free path ¢ via the Fermi velocity vgp by v = vg/f. For example in sodium, we
have ¢ ~ 34nm,* and thus Ay ~ 20meV. Therefore, for frequencies w > ~;, the real
and imaginary parts of the dielectric function read

2
w
e1(w) =€q — j;, (1.4a)
2
er(w) = 7:;? (1.4b)

Then, the resonance condition is simplified to €;(w) ~ —2¢,, since €;(w) is small, and
one obtains with (1.4a) the Mie frequency

Wp
M = —
M \VEq + 2€m

3In the remaining of this thesis, we will use c.g.s. units.
4This value is extracted from the electrical resistivity of sodium at 273 K [9].

(1.5)
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at which the resonance occurs. In the case of an alkaline-metal nanoparticle in vacuum,
€4 = €m = 1, and the Mie frequency reduces to wy = wp/ V3. For example, in the case
of free sodium nanoparticles, the Mie frequency is Awy = 3.48eV. The Mie frequency
then provides the classical value at which the electronic cloud oscillates with respect to
the ionic background (see Fig. 1.3).

Inserting (1.4) into (1.2), one obtains for the photoabsorption cross section near the
resonance
) Wiy P /2
") e (a2 o)+ (2

The Mie theory, together with the Drude model for free electrons, therefore predicts that
the photoabsorption cross section is a Lorentzian peaked at the frequency wy; and with
a full width at half maximum ;. The inverse of the linewidth ~; yields normally the
lifetime of the collective surface plasmon excitation depicted in Fig. 1.3. The prediction
of (1.6) qualitatively reproduces the experimental results (see Fig. 1.4). However, the
measured resonance frequency appears to be smaller than the Mie value (1.5), while
the measured linewidth ~; is much larger than ~;. As we will see in the sequel, this is
due to the classical treatment that we have briefly presented here. To obtain further
insight into the relaxation process of the surface plasmon excitation, one has to appeal
to quantum mechanical effects, which turn out to be preponderant in metallic clusters.

Since the first spectroscopic measurement of the surface plasmon resonance in the
absorption cross section of free sodium clusters [21], much progress has been made in
the characterization of this collective resonance, both experimentally [10,18,22-25] and
theoretically [11,16,26-31]. The proposed application of metallic nanoparticles [32,33]
or nanocrystals [34] as markers in biological systems such as cells or neurons renders
crucial the understanding of their optical properties.

The first experiments have been made on ensembles of nanoparticles, where the in-
homogeneous broadening of the resonance resulting from the size dependence of the
resonance frequency (see below) masks the homogeneous linewidth [35-37]. In order to
gain detailed information on the collective resonance, considerable effort has lately been
devoted to the measurement of single-cluster optical properties [38-44]. The possibil-
ity of overcoming the inhomogeneous broadening resulted in a renewed interest in the
theory of the optical response of metallic clusters.

(1.6)

1.1.2 Spill-out effect

As mentioned above, the experimentally obtained surface plasmon frequency is smaller
than the frequency predicted by the Mie theory (1.5) (see Fig. 1.5). This redshift
with respect to the classical Mie value is usually attributed to the so-called spill-out
effect [10,11,13]. In the small metallic particles we are considering, the zero-temperature
electronic density is determined quantum-mechanically by the ground-state many-body
wave function. However, this wave function extends outside of the geometrical boundary
of the nanoparticle defined by the radius a. Therefore, there is a non-negligible num-
ber Ny of electrons outside the cluster, and the average electronic density inside the
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Figure 1.5: Measured resonance energy fuws, of the surface plasmon excitation in singly-
charged lithium clusters Li}, as a function of N~/ = r_/a (open circles). It
corresponds to the maximum of the photoabsorption curve shown in Fig. 1.4.
The square shows the experimental Mie energy Awy = 3.55 = 0.1eV. It is
obtained by measuring the dielectric constant of bulk lithium. The data are
taken from Ref. 18. The straight line is a linear fit hws, = hwy — CN—/3,

nanoparticle is lowered. The surface plasmon frequency can therefore be expected to
change according to [11]
Nout

N
We will see in Chapter 2 how this expression can be obtained rigorously.

As we can see in Fig. 1.5, the measured surface plasmon frequency increases as the

size of the cluster increases, and attains the asymptotic value wy in the limit N — oo.
This can be understood with the following simple argument: If the fraction Nyu/N of
spill-out electrons is small, we have according to (1.7)

(IJM = WM 1-— (17)

~ WM Nout
WM X W — ——

2 N

(1.8)

Now, Noui/N is equal to the fraction Vous/(V + Vous) Where Vo is the volume of the
shell where the spill-out electrons are located. Denoting by Is the depth of this spill-out
layer, we obtain Ny /N =~ 3ls/a. Assuming that the spill-out length is independent of
the size, inserting this result in (1.8) shows that the surface plasmon frequency decreases
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linearly with the inverse size of the nanoparticle. This feature is observed in experiments
(see Fig. 1.5).

The spill-out will be analyzed by means of a semiclassical expansion in Chapter 5.
However, as we show in this thesis, the spill-out is not quantitatively sufficient to ex-
plain the redshift of the surface plasmon frequency. This is why we do not identify @y,
the surface plasmon frequency redshifted by the spill-out effect from (1.7), with wp,
the measured surface plasmon resonance frequency. There is indeed an additional red-
shift which comes from the coupling of the surface plasmon excitation to the electronic
environment (see Chapters 3 and 5).

1.2 Surface plasmon linewidth and quantum size effects

1.2.1 Free path effect

In the framework of classical electrical conductivity [9], the relaxation time ~; ' entering
(1.6) accounts for the various processes which lead to elastic or inelastic scattering in
bulk metals, such as interactions with phonons, electrons, impurities, etc. For this
reason, we call ¥ the intrinsic linewidth since it takes into account processes present
in a bulk material. From Mathiessen’s rule [9], we have v = 1/, = > 1/7, where
T is the relaxation time associated with each processes mentioned above. The elastic
mean free path is related to the corresponding relaxation time by (. = vg7e, while in
the diffusive regime the inelastic mean free path is given by ¢, = /D7, where the
diffusion constant is given by D = v&7,/3. For sodium and silver, one has for the mean
free path at room temperature ¢ = 34nm and ¢ = 52nm, respectively [9]. When the
size of the nanoparticle is such that 2a < ¢, we can think of an effective mean free
path of the order of the size of the nanoparticle since we have an additional scattering
process for the conduction electrons, namely the collisions with the surface. Extending
the above arguments, we can write a size-dependent linewidth 7(a) ~ vg/a. According
to Mathiessen’s rule, the surface plasmon resonance should exhibit a total linewidth

Ye(a) =7 + v(a) (1.9)

which is increased by the size-dependent contribution y(a). This is the so-called free
path effect [13]. Such an estimation of the surface plasmon linewidth is in qualitative
agreement with the experiments for nanoparticles of sizes 0.5nm < a < 10nm (see, e.g.,
Refs. 10,13,45-47 and Fig. 1.6). As an example, if we consider a sodium nanoparticle of
radius a = 2.5 nm, we have hvg/a ~ 280 meV, such that iv; ~ 20 meV can be neglected.
However, as we discuss in the following section, the interpretation of the size-dependent
surface plasmon linewidth in terms of the free path effect is not conceptually correct,
even if it yields valuable results as compared to the experimental results.

1.2.2 Linear response theory

As pointed out by Kawabata and Kubo in 1966 [48], the interpretation of the surface
plasmon linewidth in terms of the free path effect is “too naive, if not entirely incorrect,
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Figure 1.6: Measurement of the inverse surface plasmon linewidth for silver nanoparti-
cles embedded in a glass matrix. The quantity represented on the abscissa is
proportional to the radius a of the nanoparticles (between ~ 4 and 10 nm),
while the vertical axis shows the inverse of the linewidth, 7, '. It clearly
demonstrates the relevance of the linear size-scaling of the surface plasmon
lifetime. The circles and triangles correspond to two different samples. (Re-
produced from Ref. 47.)

because in such a small particle the electron states are quantized into discrete levels
which are determined by the boundary conditions at the surface.” Indeed, in the small
nanoparticles we are considering, the electronic states are quantized, and the classical
interpretation of the free path effect is fallacious. The authors of Ref. 48 adopted a
mean-field approach to treat the electron-electron interaction, which turns out to be a
reasonable approximation for clusters containing more than a hundred of atoms.® Using
linear response theory [49] and the fluctuation-dissipation theorem [50], they showed
that one has to add to the size-independent imaginary part of the dielectric function
€2(w) entering (1.2) and given within the Drude model by (1.4b), the size-dependent

SEven for clusters containing only 8 valence electrons, the mean-field approach gives valuable results,
as it has been shown by comparing mean-field self-consistent calculations with quantum chemistry
calculations [11].
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contribution

Am2h 1-— o
e(w,a) = wﬂz;y | gji)iﬁf(gﬁ)
a,B

)(a\Jz|ﬁ>’25(hw—ea+€g). (1.10)

In the above expression, |«) denotes a single-particle state of energy ¢, in the electronic
mean-field, while f(e,) is the related occupation number of the state |a) (Fermi-Dirac
distribution). J. is the rate of change of the current operator and is essentially related
to the dipole operator z [48]. The damping of the collective surface plasmon excitation
then results in particle-hole excitations, similarly to the Landau damping in bulk metals
[16,51]. Assuming that the single-particle states are confined within the metallic particle
by a spherically-symmetric hard-wall potential which simulates the mean field, Kawabata
and Kubo obtained at zero temperature

es(w,a) = P : (1.11)

where

1 1
grx(v) = ;/ dz/a?(z + v) (1.12)
Vo

is a decreasing function of the parameter v = hw/ep with ggk(0) = 1.5 In (1.12),
v =1—vif v <1, while vy = 0if v > 1. According to (1.2), the full width at half
maximum is given by v = 2¢e5/|de; /dw| evaluated at the resonance frequency w = wy,
and using (1.4a) and (1.11), one obtains

1) = 5 gk (M) (1.13)

for the size-dependent linewidth entering (1.9). Thus, although the interpretation in
terms of the free path effect is not correct, the size dependence of the resulting linewidth
remains 1/a in the quantum theory of Kawabata and Kubo.

Linear response theory was later applied by Barma and Subrahmanyam [29]. Their
evaluation confirmed the 1/a-law of (1.13). However they obtained a slightly different
frequency dependence and showed that the function gkxkx has to be replaced by the
function go that will be given in (4.57). Their result

) = () (114)

implies an increase of the surface plasmon linewidth as compared to the result of Kawa-
bata and Kubo. The difference between the two results can be understood in the follow-
ing way. The single-particle eigenenergies are crucial to evaluate (1.10). In a spherical
hard-wall potential, these are given by the zeros of a spherical Bessel function. However,

6The result presented in the original paper of Kawabata and Kubo [48] has some computational errors.
We present here the corrected result which is quoted in Ref. 52.
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1.2 Surface plasmon linewidth and quantum size effects

the location of the zeros are not known analytically, and thus one has to consider appro-
priate asymptotic limits to find it. The difference between the two results comes from
the fact that the authors of Ref. 29 used a more accurate expression for the location of
the eigenenergies.

The size-dependent linewidth v(a) results from the decay of the surface plasmon into
particle-hole pairs by a Landau damping mechanism, which is the dominant decay chan-
nel for nanoparticle sizes 0.5 nm < a < 10 nm considered in this work. For larger clusters,
the interaction of the surface plasmon with the external electromagnetic field becomes
the preponderant source of damping [13]. This is the so-called radiation damping. One
can show that the damping constant corresponding to the radiation damping scales as
Vead ~ a3 (see, e.g., Ref. 48). This shows that for small metallic clusters, y;,q can be
neglected as compared to the Landau damping linewidth (1.14). For nanoparticle sizes
smaller than 0.5nm, there is not enough appropriate particle-hole excitations for the
surface plasmon to decay. For such sizes, the coupling of the surface plasmon to the
ionic lattice can lead to the damping of the collective excitation.

1.2.3 Random phase approximation

In principle, the Landau damping linewidth v can be directly extracted from the pho-
toabsorption cross section, which according to Fermi’s golden rule reads [53]

4dme’w
3c

o(w) = D IFIZI0) 6(hw — By + E). (1.15)
!

In the above expression, |f) and E; are, respectively, the many-body excited states and
eigenenergies of the electronic system. The ground state is noted as |0) and its energy is
Eqy. From the knowledge of the many-particle eigenstates of the electronic system, one
could then construct the cross section (1.15) and extract from it the full width at half
maximum of the absorption curve which yields v. However, to obtain the many-body
eigenstates is exceedingly difficult, even for clusters consisting of only few atoms.

An alternative derivation of the Landau damping linewidth v has been carried out
by Yannouleas and Broglia in Ref. 30. In analogy with nuclear many-body studies, the
discrete-matrix random phase approximation (RPA) was used to describe the photoab-
sorption of metallic clusters. In this section, we briefly review the main ingredients of
their approach.

Within the RPA, the many-body eigenstates of the system entering (1.15) are approx-
imated with the solutions of the linearized equations of motion inside a particle-hole
subspace S of finite dimension [7,54]. The RPA many-body eigenstates in this subspace
are given by |v) = QJ|0), while the RPA creation operator is a linear superposition of
particle-hole excitations, i.e.,

QI = Z [Xph(wy)c;ch - Y;h(w,,)cIch : (1.16)
ph

In the above equation, p and h denote particle and hole states, with energies above
and below the Fermi energy, respectively. w, are the eigenenergies determining the
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many-body states |v), while ¢/ and ¢ are the usual fermionic creation and annihilation
operators, respectively. The amplitudes X,;(w,) and Y,,(w,), and the eigenenergies w,,
can be obtained from the RPA equations of motion which are usually solved numerically.
From those solutions, one can deduce the strength function [16]

S(w) = [(V]2|RPA)*6(hw — hw, + Erpa) (1.17)

which characterizes the excitation of the system by the dipole operator z. In the above
expression, |[RPA) denotes the approximate RPA ground state of energy Egrpa.” From
the strength function, one can readily obtain an approximation for the photoabsorption
cross section (1.15).

However, when among the states |v) there exists a prominent collective state |c)
carrying most of the oscillator strength in (1.17), it is helpful to divide the full problem
into two steps. The authors of Ref. 30 divided the full particle-hole space S in two parts:
S = Sr + Sa. The “restricted subspace” Sy at low energy is responsible for building up
the collective state |c), while the “additional subspace” S at high energy is responsible
for the broadening of the collective resonance peak. Even though |c) is a superposition
of low-energy states, its energy lies in the range of the subspace Sy. While the collective
state |c) is an eigenstate of Sg and therefore is a sharp line without any broadening, the
additional subspace S forms a quasi-continuum of states degenerate with the collective
state. Due to the coupling between the two subspaces, the collective state broadens and
acquires a finite width 7. From these considerations, the RPA equations of motion can
be simplified, and a closed formula for the linewidth v has been obtained, namely

oo S pleih) o, — e+ <), (118)

phESA

In this expression, ph is a particle-hole excitation belonging to the additional subspace
Sa. The particle-hole pair is composed of a particle with energy ¢, and of a hole with
energy €, while hw, is the energy of the collective state. Identifying w,. with the Mie
frequency wyy, and following a calculation of the particle and hole eigenstates similar to
Ref. 29, the authors of Ref. 30 finally arrived to the result of (1.14).

1.2.4 Time-dependent local density approximation

An alternative to the previous approaches is given by numerical calculations using the
time-dependent local density approximation (TDLDA). This method was developed by
Zangwill and Soven [55] and by Stott and Zaremba [56] for the calculation of atomic
polarizabilities. It was later adapted by Ekardt [26-28] to the case of metallic clusters
in the context of the spherical jellium approximation, where the ionic structure of the

"The RPA ground state can be obtained requiring that @Q,|RPA) = 0, where @, is the hermitic
conjugate of the operator defined in (1.16). Unlike the Hartree-Fock ground state, it contains
correlations.

32



1.2 Surface plasmon linewidth and quantum size effects

nanoparticle is disregarded and replaced by a homogeneous positively charged spherical
background.

The local-density approximation for spherical clusters follows the ideas of Lang and
Kohn developed for metallic planar surfaces [57]. Within this approximation, the Cou-
lomb and exchange-correlation interactions of the electrons are added to the background
potential to obtain an effective potential in which the delocalized electrons move inde-
pendently from each other. Since the above interactions depend on the electronic density,
the eigenfunctions and thus the effective potential have to be found self-consistently by
solving iteratively the Kohn-Sham equation [11]. Note that this approximation is justi-
fied for the ground state properties. The excited self-consistent states however are used
within the TDLDA without any justification.

The photoabsorption cross section (1.15) is related to the frequency-dependent dipole
polarizability a(w) via

a@y:ﬁﬁgmw. (1.19)

The polarizability can be found according to [55, 58]
a(w) —/d?’r 20ne(r, w). (1.20)

Within linear-response theory, the change of the electronic density induced by the ex-
ternal field is given by

One(r,w) = /d?’r'x(r,r’;w)vgxt(r’,w), (1.21)

where Vg (r,w) is the Fourier transform (with respect to time) of the external potential
associated with the electrical field. In the long-wavelength limit, it is proportional to the
dipole operator z. In (1.21), x(r,r’;w) is the density-density correlation function [55].
However, an exact determination of this correlation function is impossible, and within
the TDLDA, it is determined by the following integral equation:

x(r,r';w) = x(r, r';w) + /d3r"/d3r”'xo(r, W) K (e " )x (2" v w). (1.22)
In the above expression, x°(r, r’;w) is the mean-field density-density correlation function.

It can be obtained from the single-particle wavefunctions which are determined by solving
the Kohn-Sham equation. The so-called residual interaction K (r,r’) is given by [27]

K(r,r') = Vo(r,r') + Qe
Ne

S(r—1'), (1.23)

gs

where Vi (r, 1) is the Coulomb interaction, and vy.[n.] is the local exchange-correlation
functional. In the above expression, gs means that the derivative is evaluated for the
ground-state electronic density. Usually, v,.[n.| is approximated by the parametrized
form of Gunnarsson and Lundqvist [59]. The Dyson-type equation (1.22) is then solved
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Figure 1.7: Imaginary part of the complex polarizability a(w), in units of ¢, as a func-
tion of w/wy;. Dashed line: TDLDA calculations. Solid line: Result of the
classical Mie theory. The results shown are for a spherical nanoparticle with
N = 198 valence electrons, and for ry = 4 a corresponding (approximately)
to sodium, with ay = 0.53 A the Bohr radius. (Reproduced from Ref. 26.
In Ekardt’s notations, R is the radius of the nanoparticle, and w¢ is the
classical Mie frequency.)

by standard matrix manipulations, and the induced density (1.21) can be found. From
it, one deduces the polarizability according to (1.20), and thus one has access to the
photoabsorption cross section (see Eq. 1.19). A numerical estimate of the size-dependent
linewidth v(a) can then be extracted from the knowledge of the photoabsorption cross
section.

As an example for the application of the TDLDA calculations, we reproduce in Fig. 1.7
the results obtained by Ekardt [26] for a neutral spherical nanoparticle consisting of N =
198 atoms. The dashed line represents the imaginary part of the complex polarizability
(1.20) proportional to the photoabsorption cross section according to (1.19), as a function
of the frequency w scaled by the classical Mie frequency wy;. The solid line represents the
same quantity as deduced from the classical Mie theory. The TDLDA result shown in the
figure reproduce the main features of the experimentally obtained photoabsorption cross
section (see Fig. 1.4). The surface plasmon appears indeed as a well-defined resonance
(notice the logarithmic scale in Fig. 1.7). The resonance frequency is slightly below the
one predicted by Mie’s theory, while the absorption curve is broader than the classical
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1.3 Time-resolved pump-probe spectroscopy

case which yields the linewidth ~;. Furthermore, the TDLDA result presents much
more structures than the classical prediction of Mie’s theory. These structures reveal
the electron-hole transitions that occur in the nanoparticle when the surface plasmon
excitation decays.

1.2.5 Approach of this thesis

In this thesis, we will use the separation in center-of-mass and relative coordinates for the
electron system [60] within a mean-field approach which allows to describe the surface
plasmon as the oscillation of a collective coordinate, which is damped by the interaction
with an environment constituted by a large number of electronic degrees of freedom.
Within such a decomposition, the effects of finite size, a dielectric material, or the finite
temperature of the electron gas are readily incorporated. Since the excitation by a laser
field in the optical range only couples to the electronic center of mass, this approach is
particularly useful.

Furthermore, throughout this thesis we will make use of semiclassical expansions.
Even if this analytical approach cannot compete with the accuracy of numerical cal-
culations like the TDLDA, we do believe that it yields further physical insight into
the relaxation process of the surface plasmon excitation. Moreover, the semiclassical
approach allows us to obtain the parametric dependence (in size, temperature, Fermi
energy, etc.) of the quantities we address like the surface plasmon lifetime or its reso-
nance frequency. This technique permits to compute the optical properties of arbitrarily
large clusters, while extensions of this analytical scheme allows also for the description
of smaller nanoparticles. It can as well be extended to nonlinear processes such as the
ionization of an electron by an intense laser field, and constitute therefore a power-
ful method. Whenever it is possible, we will verify our semiclassical calculations by
comparing them to the results of TDLDA numerical calculations.

1.3 Time-resolved pump-probe spectroscopy

In femtosecond time-resolved pump-probe experiments on metallic nanoparticles [61-65]
the surface plasmon plays a key role. In this type of experiments, a very intense and
ultrashort laser pulse of typically a hundred femtoseconds (the pump laser) heats the
electron system via an excitation of the surface plasmon collective mode. After a certain
time delay, the probe laser whose intensity is much weaker than the pump pulse then tests
the absorption spectrum of the hot electron gas in the nanoparticle, and therefore it is
important to understand the temperature dependences of the surface plasmon linewidth
and of the frequency of the resonance. By tuning the delay time between the pump and
probe pulses, one is then able to scan the relaxation process of the electronic system at
various timescales.

Often, pump-probe experiments are done with an ensemble of noble-metal nanopar-
ticles embedded in an inert matrix (e.g., made of glass). The concentration of clusters
in the matrix is sufficiently low to suppress the possible effects of interactions between
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the nanoparticles.

The energy relaxation following the strong excitation by the femtosecond pump pulse
involves different timescales. This is schematize in Fig. 1.8. Initially, the energy is
transferred to the electrons by absorption of photons and the corresponding electronic
distribution is nonthermal (symbolized by the uppermost image in Fig. 1.8). On the
timescale of a few femtoseconds, the electronic system is highly correlated and the col-
lective surface plasmon mode is excited. After the excitation of the surface plasmon,
its energy is transferred on the femtosecond timescale to the electronic environment,
resulting in the heating of the latter.® As the electronic distribution becomes thermal,
the temperature of the electron system can reach several hundreds of degrees, depending
on the intensity of the pump laser field. The collective mode has decayed at that point
into quasiparticle excitations, resulting from electron-electron and electron-surface scat-
tering. On a much longer timescale, of the order of a picosecond, the energy transfer
from the electron system to the lattice (phonons) results in the decrease of the elec-
tronic temperature with time and in the cooling of the electronic distribution. Finally,
on the timescale of several picoseconds, the energy is transferred to the matrix where
the nanoparticles are embedded.

An experimentally accessible quantity which reflects the relaxation process following
the excitation of the system by the pump pulse is the differential transmission A7 /7.
It is defined as the normalized difference of transmission of the sample with and without
the pump laser field, AT /7T = (Ton — Tog)/Togr- This quantity can be measured as a
function of the probe frequency and as a function of the delay time between the pump
and the probe pulses.

In Fig. 1.9, we show an experimental differential transmission curve [62]. It is plotted
as a function of the probe energy for a time delay between the pump and the probe
pulses of 3 ps. The experiment of Ref. 62 is on an ensemble of silver nanoparticles with
an average diameter of 6.3nm embedded in a glass matrix. Those nanoparticles present
a broad surface plasmon resonance located at 2.85eV which corresponds to a wavelength
of 434.5nm. In the case of silver, the surface plasmon resonance is situated well below
the interband transition thresholds d—p (3.99eV) and p—s (3.85eV) from the occupied
p states to the unoccupied s states [63]. The surface plasmon resonance is therefore
well defined. As we will see in Chapter 6, the shape of the differential transmission
curve is directly related to the photoabsorption cross section and to its temperature
dependence. This is why it is important to analyze the temperature dependences of the
surface plasmon linewidth and frequency.

Fig. 1.10 shows the differential transmission as a function of the time delay between
the pump and the probe pulses, for different probe energies in the vicinity of the sur-
face plasmon resonance. Here, the nanoparticles are made of copper and have a mean
diameter of 10nm. They are embedded in a glass matrix. In the case of copper, the
surface plasmon resonance is located near the interband transition d—p (2.17eV) from

80n such a timescale, the phonons are effectively “frozen” since the typical frequency of phonons in
metals is of the order of 102 Hz [9], while the frequency of the surface plasmon excitation wy is of the
order of 10'® Hz. This is the reason why coherent effects not only appear at very low temperatures,
as it is the case for usual experiments in mesoscopic physics [1,2].
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Figure 1.8: Sketch of the relaxation processes in a metallic nanoparticle after an exci-
tation by a strong and ultrashort femtosecond laser pump pulse. f(e) is a
sketch of the electronic distribution, while y is the chemical potential. The
arrow in the uppermost image symbolizes the effect of the pump laser on
the electronic system. (Figure inspired by Ref. 63.)
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Figure 1.9: Experimentally observed differential transmission A7 /7 as a function of
the probe laser energy for a delay time between the pump and probe pulses
of 3 ps. The result shown is for an ensemble of silver nanoparticles with an

average diameter of 6.3 nm, embedded in a glass matrix. (Reproduced from
Ref. 62.)

the d band to the unoccupied states in the p conduction band [63]. Therefore, contrarily
to the case of silver, the surface plasmon resonance is degenerate with the interband
transitions, making the interpretation of the experiment more involved. As it can be
seen on Fig. 1.10, the differential transmission decreases as a function of time, reflect-
ing the relaxation of the electronic energy to the lattice. Note that a slowing of the
relaxation process has been observed near the surface plasmon resonance [61-63] (see
dots in Fig. 1.10). This is in contrast to time-resolved spectroscopy studies of copper
thin films, where the dynamics is identical over the entire energy range around the d—p
transition [61-63].

Various theoretical models have been investigated to study the relaxation process in
pump-probe experiments. In Refs. 61-63, a two-temperature model has been adopted to
account for the cooling of the electron system. In this model, the metal is described by
two subsystems that exchange energy, corresponding to the electrons and the phonons,
with appropriate specific heats. These two subsystems are coupled and their dynamics
as a function of time is described by heat equations. Together with a description of
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Figure 1.10: Experimental differential transmission A7 /7 as a function of the delay
time between the pump and probe pulses, for different probe photon en-
ergies. The nanoparticles in this experiment are made of copper and em-
bedded in a glass matrix. They have an average diameter of 10nm. The
plasmon resonance is located close to hwg, =~ 2.2eV. (Reproduced from
Ref. 61.)

the dielectric constant of the metal which includes intra- and interband processes by
means of an effective medium, this allows to qualitatively reproduce the experimental
results. Self-consistent numerical calculations [66,67] have also been carried out in the
linear regime. By means of temperature-dependent TDLDA calculations, together with
the two-temperature model, the authors of Refs. 66 and 67 were able to qualitatively
reproduce the experimental results. Nonlinear effects on the electronic dynamics in the
case of a strong laser excitation have also been investigated using the nonlinearized
TDLDA or the semiclassical Vlasov equation [68,69].

The effects of correlations in the case of strong excitations has been considered by
studying the semiclassical electron dynamics beyond mean-field [70]. The inclusion of a
collision term was shown to be important in the case of excitations longer than a few
femtoseconds, as well as for the description of the resulting heating of the electron gas.
Most of these numerical results have been obtained in very small clusters (typically Nag ).
Since the nanoparticles that we treat are considerably larger, we expect the correlation
effects to be less important.

In this thesis, we adopt a theoretical scheme which allows us to obtain an analytical
description of the differential transmission curve profile. As we will show, the obtained
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low-temperature features of the surface plasmon linewidth and resonance frequency qual-
itatively reproduce the experimentally observed results.

1.4 Outline of this thesis

In this thesis we consider the problem of the surface plasmon excitation in spherical
metallic nanoparticles and of its quantum dissipation and decoherence. We adopt a de-
scription of the system using methods from quantum optics, and elaborate an analytical
scheme which allows us to give a simplified description of the surface plasmon dynamics.
This approach allows us to characterize not only the dissipation of the surface plasmon
excitation, but also its decoherence. Semiclassical expansions will be used to determine
the main parameters describing the dynamical evolution of the system, namely the sur-
face plasmon linewidth and the resonance frequency of the collective excitation. The
manuscript is organized as follows:

In Chapter 2, we present our model and the separation of the electronic degrees of
freedom into the center of mass and the relative coordinates (Sec. 2.1). The center-of-
mass coordinate provides a natural description of the spatial collective oscillations of
the electronic cloud around its equilibrium position resulting from a laser excitation. In
Sec. 2.2, we present our mean-field approximation for the electronic correlations which
provides a route to the analytical description of the surface plasmon dynamics. The
interaction of an external driving field with the system is briefly described in Sec. 2.3.

In Chapter 3, we describe the dynamics of the surface plasmon excitation in presence of
an external driving field. To this end, we develop in Sec. 3.1 a density-matrix description
of the center-of-mass degree of freedom. Within a two-level system approach, we solve
the resulting master equation in Sec. 3.2 and discuss the temporal evolution of the system
in different physical situations.

The coupling between the center of mass and the relative coordinates is responsible
for the broadening of the surface plasmon resonance that we evaluate in Chapter 4. In
Sec. 4.1, we present an approximate determination of the single-particle mean-field states
that are determinant for the calculation of the surface plasmon linewidth. We determine
in Sec. 4.2 the dominant dependence of the surface plasmon linewidth on the size of the
nanoparticle and explore its low-temperature properties. In Sec. 4.3, we demonstrate
that, in addition to its smooth size dependence, the surface plasmon linewidth exhibits
a nonmonotonic behavior as a function of the size of the nanoparticle.

In Chapter 5, we concentrate on the resonance frequency of the surface plasmon
excitation. We evaluate in Sec. 5.1 the spill-out effect, focusing on its dependence on size
and temperature of the nanoparticle. We show by means of time-dependent local density
approximation calculations that the spill-out effect is not sufficient to quantitatively
describe the redshift of the surface plasmon frequency as compared to the classical Mie
value. In Sec. 5.2, we propose an estimation of the environment-induced redshift of the
surface plasmon resonance which adds to the spill-out effect. Both effects together, spill-
out and frequency shift due to the electronic environment, could explain the observed
redshift of the resonance frequency.
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In Chapter 6, we draw the consequences of our findings for pump-probe experiments.
The temperature dependences of the linewidth and frequency of the surface plasmon
resonance peak permit to qualitatively explain the time dependence of the measured
optical transmission as a function of the delay between the pump and the probe laser
field.

Under a weak initial optical excitation, only the first surface plasmon (that we simply
refer to as “surface plasmon” when there is no possibility of confusions) is excited. With
sufficiently strong initial excitations, we can also reach the second quantum level of the
center-of-mass motion, known as the second (or double) plasmon. Such a resonance will
be experimentally relevant provided its lifetime is sufficiently large (on the scale of wy,').
The lifetime is limited by the anharmonicities of the center-of-mass system and by its
interaction with other degrees of freedom. Like in the case of the single plasmon, the
Landau damping is an important channel for the decay of the second plasmon, but a new
channel appears when 2/w,; is larger than the ionization energy so the cluster loses an
electron into the continuum [71]. Such a process was discussed in order to interpret the
ionization of charged Nag; clusters observed by Schlipper and collaborators [72,73]. The
relevance and the existence of the double plasmon in metallic nanoparticles is therefore
debated in Chapter 7. We present a semiclassical description of the two main channels
contributing to the decay of the double plasmon: Landau damping (Sec. 7.1) and particle
ionization (Sec. 7.2).

In Chapter 8 we study the experimentally relevant case of noble-metal nanoparticles
embedded in a dielectric medium and present the need to improve the existing theory for
the surface plasmon linewidth in this case. It is shown that one has to consider the details
of the mean-field potential near the boundary of the nanoparticle to solve a qualitative
discrepancy between the analytical and numerical results. This is done semiclassically
in Sec. 8.1, while in Sec. 8.2 we estimate the shape of the mean-field potential from a
simple Thomas-Fermi model. This yields a qualitative agreement between the numerical
and analytical approaches, as shown in Sec. 8.3.

We finally conclude and discuss the perspectives of this work in Chapter 9.
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Chapter 2

Metallic nanoparticles: A model
system for the study of quantum
dissipation and decoherence

J’aimais et j'aime encore les
mathématiques pour
elles-mémes comme n'admettant
pas I'hypocrisie et le vague, mes
deux bétes d'aversion.

(Stendhal, 1783-1842, in Vie de
Henry Brulard)

In this chapter, we present the model that will serve us to study the dynamics of the
surface plasmon excitation in metallic nanoparticles. Within the spherical jellium model,
the electronic Hamiltonian will be separated into a part associated with the electronic
center of mass, a part which describes the relative coordinates (the electronic environ-
ment or “heat bath” in our case), and a coupling between the two subsystems which
causes decoherence and dissipation of the collective surface plasmon excitation.

2.1 Electronic Hamiltonian within the jellium model

We consider a neutral metallic nanoparticle containing N valence electrons. Further-
more, we restrict ourselves to spherical nanoparticles of radius a. As mentioned in
the introduction of this thesis, spherical nanoparticles have closed angular momentum
shells, the first closed-shell sizes being N = 8, 20, 40, 58, ... [11]. In analogy with atomic
physics, one calls those specific numbers of valence electrons “magic numbers”. Neglect-
ing the ionic dynamics (adiabatic Born-Oppenheimer approximation [9]), the electronic
Hamiltonian for an alkaline-metal nanoparticle in vacuum is given within the so-called
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Chapter 2 Metallic nanoparticles: A model system

jellium model by

H:i{2i6+(](m>}+%z|ri+r’ (2.1)

where e and m, are the electronic charge and mass, respectively. In (2.1), r; is the
position of the i*" conduction electron, r; = |r;|, and p; is the associated momentum.
The spherically symmetric single-particle potential U(r) represents the electrostatic in-
teraction between the electrons and the ionic background. Within the spherical jellium
model, the ions are treated as a continuous, homogeneous positively charged sphere of
total charge +/Ne, which produces a charge density

pi(r) = EG(@ - ), (2.2)
vV
O(z) being the Heaviside step function and V = 47a?/3 the volume of the nanoparticle.!

For large metallic clusters, it is convenient to use the jellium approximation which
neglects the ionic structure of the cluster. This model is simple enough to be applied to
spherical nanoparticles containing up to several thousands of atoms, and is still accurate
enough to describe the essential physical properties of such objects. Even for the smallest
sizes where the ionic structure could presumably play an important role, the spherical
jellium model gives valuable results [11].

Note that in the case of a noble-metal nanoparticle embedded in a dielectric medium,
the electron-electron interaction is modified in (2.1) by a dielectric constant eq which
takes into account the screening of the conduction electrons by the d-electrons, as well as
by the dielectric constant €,, of the matrix. In this case, the expression for the Coulomb
potential is much more complicated since it is not any more translationally invariant,
due to the dielectric discontinuity at the interface between the cluster and the matrix.

2.1.1 Single-particle confinement

We now detail the determination of the single-particle confinement U(r) appearing in
the electronic Hamiltonian H (2.1). Considering the homogeneously charged sphere
of radius a and of total charge +Ne, Gauss’s theorem yields the radial electrical field
E(r) = E(r)r/r produced by the charge distribution (2.2), with
N 2
E(r)= e [f@(a —r)+ (2) O(r — a)] : (2.3)

a? |a r

The single-particle confinement U(r) is given by the electrostatic potential ¢(r) mul-
tiplied by the electronic charge,

Ur) = —e/ dr’ E(r") + constant. (2.4)
0

'Note that we consider monovalent metals for which the number of valence electrons equals the number
of ions.
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i T

~3/2

Figure 2.1: Single-particle confinement potential U as a function of the radial coordi-
nate r, scaled by the nanoparticle radius a. It is harmonic for r < a, and
Coulomb-like for r > a, so we refer to it as “Harlomb”.

Imposing that lim, . U(r) = 0 and the continuity of ¢(r) at the interface a, we find
the “Harlomb” potential

Ne? Ne?

Dy (r* = 3a®)O(a—r) — T@(r —a) (2.5)
which is harmonic with the Mie frequency wy = y/Ne?/mea? inside the nanoparticle
and Coulomb-like outside (see Fig. 2.1).

U(r) =

2.1.2 Separation into collective and relative coordinates

In principle, the photoabsorption cross section (1.15) can be determined from the knowl-
edge of the eigenstates of H. The linewidth and the resonance frequency of the surface
plasmon excitation could then be obtained from the analysis of the cross section. How-
ever, except for clusters containing only few conduction electrons, this procedure is
exceedingly difficult even if we are already within the jellium model, and one has to
treat this problem using suitable approximation schemes.

A particularly useful decomposition [60] of the Hamiltonian (2.1) can be achieved
by introducing the coordinate of the electronic center of mass R = ) . r;/N and its
conjugated momentum P = ). p;. The relative coordinates are denoted by r; =r, — R
and p; = p;, — P/N. Then, using >, r; = 0 and ), p; = 0, the Hamiltonian (2.1) can
be written as

He oo mz (i, + RJ) = U(+)] (2:6)
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We have defined

N oy 2N ]
L U(r }ﬁ"— — (2.7)
a2 DBt
(i#7)

as the Hamiltonian for the relative-coordinate system.

Assuming that the displacement R of the center of mass is small compared to the size
of the nanoparticle, we can expand the last term on the r.h.s. of (2.6). To second order,
we obtain

Ul + RJ) ~ U() = R-VU() + 5 (R V) U, (28)

where the derivatives are taken at r = r' (R = 0). With this expansion, the dependence
on the relative coordinates in the last term of (2.6) has dropped out, thus justifying our
definition (2.7). Choosing the oscillation axis of the center of mass in the z-direction,
R = Ze,, we obtain with (2.5)

! a3

R VU(r) = Zmew? [z'@(a —) + %@(ﬂ - a)] (2.9)

which represents a first order coupling in Z between the center-of-mass and the relative-
coordinate system, and

(2.10)

1 1-— 2y
(R-V)’U(r') = Z°Né? {EQ(a -+ Loscos 0 )]

o —
3 (r'—a

In second order, the first term on the r.h.s. of (2.10) is the dominant contribution to the
confinement of the center of mass. The second term on the r.h.s. of (2.10) is negligible
compared to the first-order coupling of (2.9) and thus we only keep

(R-V)U() ~ Z2*—6(a—1"). (2.11)

Inserting (2.8) and (2.11) into (2.6), we obtain

P2 INe?
H = - _R? — 1)+ Heq + He, 2.12
2Nme+2 3 izl@(a ;) + Hyel + ( )
where
N
H =S"R.[VU( ‘ 92.13
Z; [ (n)]R:0 (2.13)

is the coupling between the center-of-mass and the relative coordinates to the first order
in the displacement R of the center of mass according to (2.9). The remaining sum over
i in (2.12) defines the number of electrons inside the nanoparticle, i.e., N — Ny, where
Nyt is the number of spill-out electrons, and finally we rewrite the Hamiltonian as

H=H., + H, + H.. (2.14)

46



2.1 Electronic Hamiltonian within the jellium model
The Hamiltonian of the center-of-mass system is

P? 1
+ —Nm2R>. (2.15)

Hcm =
2Nm., 2

It is the Coulomb tail of the single-particle confinement (2.5) which modifies the fre-
quency to @y defined in (1.7) instead of wy for the effective harmonic trap that is
experienced by the center-of-mass system. The electronic spill-out thus redshifts the
frequency of the surface plasmon excitation from the classical Mie value wy;.

Eq. 2.14 with (2.7), (2.13), and (2.15) recovers up to the second order in R the
decomposition derived in Ref. 60. However, in contrast to that work, we do not need to
appeal to an effective potential for the center-of-mass system. The authors of Ref. 60
expanded this effective potential up to the fourth order, and obtained a correction to the
harmonic confinement of (2.15) which goes as «R*. However, they showed that the size-
dependent constant « is very small, and tends to zero when the size of the nanoparticle
is increasing. We will therefore restrict ourselves to the harmonic term in (2.15).

The structure of (2.14) is typical for quantum dissipative systems [74]: The system
under study (H.y) is coupled via H. to an environment or “heat bath” described by
H... The system-environment coupling results in dissipation and decoherence of the
collective excitation. In our case the environment is peculiar in the sense that it is not
external to the nanoparticle, but it represents a finite number of degrees of freedom of
the gas of conduction electrons.

If the single-particle confining potential U(r) of (2.5) were harmonic for all 7, Kohn’s
theorem [75] would imply that the center of mass and the relative coordinates are de-
coupled, i.e., H. = 0, and thus the surface plasmon has an infinite lifetime. This can
be easily seen on (2.9): In the case of a perfectly harmonic confinement, we would have
R - VU(r') = Zmewy . Thus according to (2.13), H. = Zmewy; Y, i which vanishes
since ) . z/ = 0. The Coulomb part of U(r) in (2.5) leads to the coupling of the center of
mass and the relative coordinates, and translates into the decay of the surface plasmon.
Furthermore, it redshifts from wy; the frequency of the center-of-mass system according
to (1.7).

2.1.3 Alternative derivation of the coupling Hamiltonian

In this section, we present an alternative derivation of the coupling Hamiltonian H.
which yields a simple physical picture of such a coupling. Furthermore, it allows us to
generalize the derivation of Ref. 16 considering the Coulomb interaction to the case of a
dielectric mismatch between the nanoparticle and the surrounding matrix in which it is
embedded.

Assuming that at equilibrium the electron density is uniform within a sphere of radius
a, ne(r) = n.O(a — r), a rigid displacement with a magnitude Z along the z-direction
changes the density at r from n.(r) to

ne(r — R) = ne(r) + dne(r). (2.16)
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To first order in the field R = Ze,, we can write
Ine(r) = =R - Vne(r) = Znecos (0)d(r — a). (2.17)

We have neglected the oscillations of the density in the inner part of the particle due to
shell effects, and also the extension of the electronic density outside the particle, i.e., the
spill-out effect [10,11]. Denoting Ve (r,r’) the Coulomb electron-electron interaction, the
change in the mean-field potential seen by the electrons due to the rigid shift (transition
potential) is

SV(R,x) — / B/ one (1) Vo (r,1). (2.18)

As we show in the sequel, the transition potential of (2.18) is actually the same as
R - VU(r). Thus, the coupling Hamiltonian of (2.13) can be rewritten as

H. =) 6V(R,r)). (2.19)

=1

Let us now prove the equivalence between 0V (R,r) and R - VU (r): From the def-
initions of the transition potential (2.18) and of the displaced density (2.17), writing
explicitly the Coulomb interaction yields

SV(R,r) = —¢’R - / qr3 Ve (2.20)
-] r’|
Now,
R -VU(r)=—eR-Vo¢(r) (2.21)

with ¢(r) the electrostatic potential created by the jellium background. Using the defi-
nition of ¢(r), we thus have

R VU(r) = —¢’R-V, /d & :e_r,|
1
= e2R-/dr’3ne(r’)Vr/W. (2.22)

To obtain the second line of the above expression, we have used

L g (2.23)
Tl e |
Integrating (2.22) by parts, we finally obtain the result of (2.20), and thus
JV(R,r) =R -VU(r). (2.24)
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Transition potential without dielectric mismatch

When we consider an alkaline-metal nanoparticle in vacuum, there is no dielectric mis-
match between the metallic cluster and the surrounding environment. In order to pro-
ceed with (2.18), the multipolar decomposition of the Coulomb interaction is very use-
ful [76]. It reads

[e%9) +1 1
1 T . m
VC(I',I',) = 4me’ Z Z mrl_f_l}/lm (0/7 Spl)ifl (07 90)7 (225)
>

=0 m=-1

with r- = min (r,7’), r~ = max (r,7’), and Y;™(0, ¢) are the spherical harmonics. In-
serting (2.17) and (2.25) into (2.18), one obtains for the transition potential [16]

za

[z@(a —r)+ —0(r—a)|, (2.26)

r3

Arnee?

OV(R.x) = Z—

similarly to (2.9). We notice that a displacement of the electron system leads to a dipolar
field inside the nanoparticle, and that its magnitude decays as 1/r? outside the particle.

Transition potential with dielectric mismatch

If we now consider the case of a noble metal nanoparticle (where the d-electrons are
taken into account through a dielectric constant €;) embedded in a matrix (of dielectric
constant €,), the Coulomb interaction between electrons is given by [77]

( ! 1.1

1 1 < rr’ (I +1)(eq — €m) i

PR (0 Y™ (0
Ed%QZ—i—l |:7”l>+1+a21+1 Edl+€m(l—|—1) l ( 790) l ( ,QD)

for r, " < a,
rl Y (O, @)Y (0, 9)

N — 2 ¢ <ar>a
Ve(r,r') = 4me 2Tl T eI+ 1) orr-<a, rs>a
1 1 Tl< a?t1 l(e — gd)
— m mx* 6/ / Ym 0
€m I 20+ 1 |:rl>+1 pl+1lpi+l Edl + Em(l + 1) l ( P ) l ( 790)

for r, ' > a.
(2.27)
Inserting this expression into (2.18), we obtain the result of (2.26) with the additional
multiplying factor 3/(eq + 2€m).
In both cases (with and without a dielectric mismatch), the expression (2.26) can be
written as

\

3
SV(R, 1) = Zmewd; | 20(a — 1) + %@(r —a)l, (2.28)

where the Mie frequency is given in (1.5). The only effect of the dielectric constants
on the transition potential, as compared to the free case, is through the redshift of the
Mie frequency. We thus recover, once 0V is summed over the relative coordinates, the
coupling Hamiltonian of (2.13).
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Chapter 2 Metallic nanoparticles: A model system

2.2 Mean-field approximation and second quantization
procedure

Even if the decomposition into center-of-mass and relative coordinates of the electronic
Hamiltonian H is useful in the sense that it clearly shows the origin of the coupling
between the two subsystems, it is still intractable because of the electronic interactions
appearing in the relative-coordinate Hamiltonian (2.7). Thus, we will use a mean-field
approximation which represents a substantial simplification for those degrees of freedom.
Together with the second quantization procedure [54], this approximation scheme will be
our starting point for the description of collective excitations in metallic nanoparticles.

2.2.1 Center-of-mass Hamiltonian

To proceed with the center-of-mass Hamiltonian (2.15), we introduce the standard an-
nihilation and creation operators [78]

NmecDM i
b= 7+ Py, 2.29
2h \/2NmemM z ( a)
N i
bt = | LM S— - (2.29D)

2h \/QNmehLDM

with Pz the conjugated momentum to Z. If |n) is an eigenstate of Hen, we have the
usual relations b|n) = \/n|n—1) and b'|n) = v/n + 1|n+1). The operators (2.29) satisfy
the usual bosonic commutation relations, and H., then reads

Hepy = hioyb'h (2.30)

without taking into account the zero-point energy hay;/2.

2.2.2 Hamiltonian of the relative coordinates

The Hamiltonian (2.7) of the relative-coordinate system contains the electron-electron
interactions. In order to overcome this difficulty, we then treat it within the mean-
field approximation. Furthermore, the second-quantization procedure is a convenient
tool that allows to easily take into account the statistics of the particles (fermionic or
bosonic) [54]. Passing to second quantization, H,e can then be expressed as

H.,= Zsacgca. (2.31)

€, are the eigenenergies for the effective mean-field potential V and ¢, (c,) creates
(annihilates) the one-body eigenstates |a). Those operators are fermionic ones, and
satisfy the usual anticommutation relations.?

’In the remaining of this thesis, we do not use different symbols for the operators acting on the
Hilbert space (first-quantized form) and on the Fock space (second-quantized form), even though
these operators are conceptually totally different. This is done in order to simplify the notations.
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2.2 Mean-field approximation and second quantization procedure

V(r) (eV)

0 20 0  a/ag 60
r/ag

Figure 2.2: Self-consistent mean-field potential V' from LDA numerical calculations (at
T = 0) for a sodium nanoparticle (rs = 3.93 ag) in vacuum with N = 1760
valence electrons, as a function of the radial coordinate in units of the Bohr
radius agp = 0.53A. The radius a ~ 47.7qq is indicated by the dotted
vertical line, while the horizontal dashed line indicates the Fermi energy cp.

The numerical calculations of the time-dependent local density approximation
(TDLDA, see Sec. 1.2.4) within the spherical jellium model at zero temperature are
a useful tool to obtain the mean-field potential seen by the electrons [26, 27,58, 69].
Within this approximation, one can compute the response of the electronic system to
an external time-dependent perturbation like, e.g., an electrical field. Basically, in its
static counterpart (LDA), this approximation replaces the many-electron Hamiltonian
(2.1) by a self-consistent Hamiltonian

p?
Hy. = + V(r), (2.32)

2me

where the mean-field potential V' (r) is a local function which contains exchange and
correlation terms. The self-consistent single-particle wave functions are found according
to

Hsc¢a(r) = €a1/)a(r> (233)

where ¢, is the eigenenergy of the state |«). Since we consider spherical nanoparticles,
the self-consistent potential entering (2.32) has radial symmetry, V(r) = V(r).> In

3We use a numerical implementation of the TDLDA which is based on the code JELLYRPA by

ol



Chapter 2 Metallic nanoparticles: A model system

Fig. 2.2, we show the self-consistent potential V' as a function of the radial coordinate
r, for a typical sodium nanoparticle of radius a = r,N'/3, with ry, = (3/47n,)"/? the
mean distance between electrons in the nanoparticle [9]. We see that it is relatively flat
at the interior of the nanoparticle, and presents a steep increase at the boundary. The
potential jump is often approximated for the purpose of analytical calculations by a true
discontinuity at r = a. However, the details of the self-consistent potential close to the
surface may be crucial for some properties, as we show in Sec. 5.1.3 and Chapter 8.

2.2.3 Coupling between center-of-mass and relative-coordinate
systems

Inserting (2.9) into the coupling Hamiltonian H. from (2.13), and expressing the Z-
coordinate in terms of the annihilation and creation operators of (2.29),

h
=) (pt
Z = SN (o' +b), (2.34)

one obtains in second quantization

He=A (b +b) ) dagcles, (2.35)
af
where 5
za
dap = (a [z@(a —7r)+ F@(T — a)} |3) (2.36)

is the matrix element between two eigenstates of the unperturbed mean-field problem.
In (2.35), we have defined the constant

hmews,
and we have neglected the spill-out for the calculation of the coupling when we expressed
Z in terms of b and bf. This assumption is justified a posteriori. Indeed, we have seen
in the introduction of this thesis that the spill-out effect leads to a correction of the Mie
frequency which goes as 1/a. As we will see in the sequel, the effect of the coupling on
the physical quantities that will be evaluated leads to a scaling behavior which also goes
as 1/a. Thus, restricting ourselves to the first contributing order in 1/a, we can neglect
the spill-out effect in the coupling Hamiltonian H..

In a quantum many-body approach, the surface plasmon appears as a collective exci-
tation of the electron system. The discrete-matrix random phase approximation (RPA)
presented in Sec. 1.2.3 provides a useful representation since the eigenstates of the cor-
related electron system are expressed as superpositions of particle-hole states built from

G. F. Bertsch [79], which has been modified by R. A. Molina [80,81] and ourselves. It has been
improved in order to get the TDLDA response of large clusters (up to approximately 2000 atoms).
Furthermore, with this modified code we are able to consider different dielectric environments.

52



2.3 External driving field

the Hartree-Fock ground state. Following similar approaches developed for the study of
giant resonances in nuclei, Yannouleas and Broglia [30] proposed a partition of the many-
body RPA Hilbert space into a low-energy sector (the restricted subspace), generated
by particle-hole excitations with low energy, and a high-energy sector (the additional
subspace). The surface plasmon arises from a coherent superposition of a large number
of basis states of the restricted subspace. Its energy lies in the high-energy sector, and
therefore the mixture with particle-hole states of the additional subspace results in the
broadening of the collective resonance. Thus, it has to be understood that the sums over
a and 3 in (2.35) are restricted to the additional (high energy) RPA subspace. This
separation in disjoint Hilbert spaces allows us to introduce the second quantization for
the relative coordinates without falling into problems of double counting. If initially
the center of mass is in its first excited state, the coupling H. allows for the decay of
the collective excitation into particle-hole pairs in the electronic environment H,., the
so-called Landau damping [16,80,81].

2.3 External driving field

In this section, we describe the interaction of the nanoparticle with an external (classical)
field. The surface plasmon resonance is located in the visible range and thus the size
of the nanoparticle is much smaller than the wavelength of the electromagnetic field.
Therefore, the external electrical field only couples to the electronic center of mass. In
this situation, we can safely assume that the external electric field is independent of the
spatial coordinate and monochromatic at the frequency wr,

E(t) = Eycos (wrt)e,. (2.38)

Therefore, in the dipolar approximation [78], the interaction between the driving field
and the center-of-mass system reads

Hp(t) = —D - E(t) (2.39)

where D = —eNR is the dipole moment of the center of mass. With (2.34), we then
obtain

Hp(t) = (bT + b)hQR COS (th), (240)

where the Rabi frequency is defined as [82]

N
QR = €E0 W (241)
el M

Finally, the time-dependent Hamiltonian of the nanoparticle in presence of the external
driving field reads H + Hp(t), where H is the electronic Hamiltonian of (2.14).
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Chapter 2 Metallic nanoparticles: A model system

2.4 Conclusion for Chapter 2

Starting from the electronic many-body Hamiltonian H within the jellium approxima-
tion, we have shown in this chapter that the introduction of center-of-mass and relative
coordinates yields a useful decomposition of H. Assuming that the displacement of the
center of mass is small compared to the size of the nanoparticle, we have linearized the
coupling between center-of-mass and relative-coordinate systems. This coupling arises
from the Coulomb part of the single-particle confinement outside the nanoparticle. The
Hamiltonian for the center of mass is harmonic, with a frequency redshifted from the
classical Mie value by the spill-out effect. The Hamiltonian for the relative coordinates
contains the many-body correlations, and therefore is treated within the mean-field ap-
proximation.

It has been shown that the coupling Hamiltonian has a simple physical interpretation.
It arises from a rigid displacement of the electronic cloud from its equilibrium position,
and results in a change of the mean-field potential seen by the electrons. We have shown
that in the case of a dielectric mismatch between a noble-metal nanoparticle and the
surrounding matrix, the expression for the coupling remains the same as in the case of
a alkaline-metal nanoparticle in vacuum, up to a renormalization of the Mie frequency.

The decomposition of the electronic Hamiltonian presented in this chapter shows that
the center-of-mass system interacts with an environment or “heat bath” (the relative
coordinates) via the coupling Hamiltonian. As we show in the next chapter, this results
in dissipation and decoherence of the surface plasmon excitation.
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Chapter 3

Dynamics of the surface plasmon
excitation

II'n"y a rien d'incompréhensible.

(Comte de Lautréamont,
1846-1870, in Poésies)

In this chapter, our goal is to study the dynamics of the surface plasmon after an
excitation by an external driving field, e.g., by a laser. A particularly well-adapted
formalism to attain such an objective is the density-matrix formalism that we develop
in Sec. 3.1. Under certain approximations, this yields an analytically tractable model to
study the dissipation of the collective surface plasmon excitation. In Sec. 3.2, we analyze
in detail this dissipative process in terms of a two-level description of the electronic center
of mass, a simplification that we discuss in Appendix A.

3.1 Reduced density-matrix description of the electronic
center of mass

The advantage of the density-matrix formalism is that one is able, once the dynamical
evolution of the system is resolved, to study both, the populations (diagonal part of the
density matrix) and the coherences (off-diagonal part) of the system evolving according
to a Hamiltonian dynamics. In Sec. 3.1.1, we will consider the free evolution of the
system, i.e., without the external driving field whose interaction with the electronic
center of mass is described by the Hamiltonian (2.40). In Sec. 3.1.2, we will incorporate
the effects of the driving.

95



Chapter 3 Dynamics of the surface plasmon excitation

3.1.1 Free evolution of the center of mass

The evolution of the whole system in absence of the electromagnetic field is given by the
equation of motion of the total density matrix

pr(t) = = [H.pn()] (.)

where the Hamiltonian H = Hy 4+ H. of the entire system is given by (2.14), with
Hy = H., + Hi. The dot represents the time derivative with respect to t. The
coupling Hamiltonian H. between the center-of-mass system and the relative coordinates
is assumed to be sufficiently weak so that one can treat it as a small perturbation with
respect to Hy. A well-suited representation is therefore the interaction picture, where
the evolution of the density matrix is

. i

pr(t) = =5 [Hel0), 72(0)] (3.2)
with

pr(t) = U pr(t) TN (3.3)
and

H,(t) = e!Hot/h [ e~iHot/h (3.4)

The equation of motion (3.2) can be integrated formally to yield

17~

pr(t) = =7 [ He(t), pr(0)] - / ds (1), | Hels), r(s)] ] (3.6)

By tracing out the relative coordinates, we obtain the reduced density matrix of the
center-of-mass system

P = TrrelpT - Z(a!pﬂa% (37)

«

where |a) are the eigenstates of the mean-field Hamiltonian H, given in (2.31). From
(3.6), we thus have

jt) = =3 Tt [70).2(0) = 35 [ 4T [A0). [A). r0)] ] 39
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3.1 Reduced density-matrix description of the electronic center of mass

Statistical description of the heat bath

In dissipative quantum dynamics the environment is considered to be infinite, i.e., its
intrinsic properties like the temperature do not change as a consequence of its coupling
to the system [74]. This idealization is particularly stringent in the case of an environ-
ment constituted by the relative coordinates. Therefore, we must restrict our analysis
to the regime where the electron gas reaches thermal equilibrium at a temperature T
determined from the energy balance and from the coupling of the electron system to
external degrees of freedom (i.e., lattice vibrations). This is achieved under relatively
weak laser excitations (i.e., under the effect of a probe laser field) or after about ten
femtoseconds following a strong pump excitation.

We assume that the total system is in a thermal equilibrium at the temperature 7'
at the initial time ¢ = 0. Furthermore, we assume weak coupling such that the center-
of-mass system and the relative coordinates are initially uncorrelated. Therefore we
have

pr(0) = p(0) @ prer, (3.9)

with p(0) the initial center-of-mass density matrix, and p, the density matrix of the
environment.

Since the number of particles is fixed to NV, we should work in principle in the canonical
ensemble. In order to avoid the difficulty to deal with a fixed number of fermions, we
can use the grand-canonical ensemble! and then

e_IB(HrCI_ILLN)
Prel = — =, (310)

—
—

where p is the chemical potential of the electron gas, and where the grand-canonical
partition function is

Z = Trpy [efﬁ(HreruN)]

[ [t +ePEm]. (3.11)

We have defined the inverse temperature as = (kgT)~!, kg being the Boltzmann
constant. An implicit assumption in this analysis is that the electronic environment is
effectively coupled to a heat reservoir that ensures its thermalization.

As a consequence of the structure of the coupling H. and of the assumption of an
uncorrelated initial condition (3.9), the first term on the r.h.s. of (3.8) vanishes. Indeed,
by inserting (2.35) and (3.9) we find

Trrel [ﬁc(t), p(0) ® prel} = Tryer [He, p(0) ® prei (3.12a)
= AN +0,0(0)] Y dagTrrer (preichies) - (3.12D)
af

!This approximation is valid in the thermodynamic limit (N >> 1), where the canonical and grand-
canonical ensembles are equivalent [83]. Unlike in the problem of persistent currents in mesoscopic
rings [1], nothing subtle will appear with this approximation since we will deal with properties which
depend mainly on the smooth density of states (see Appendix B).
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Chapter 3 Dynamics of the surface plasmon excitation

To obtain (3.12a), we have used the cyclic invariance of the trace. Now, the trace over the
bath coordinates in (3.12b) is only nonvanishing if « = 3, and since d,, = 0 because of
the dipole selection rules implicit in (2.36),% the first term on the r.h.s. of (3.8) vanishes.
We therefore have

B(t) = —% Otds Trog [ He(t). [ Hels). pr(s)] (3.13)

for the time evolution of the center-of-mass reduced density matrix.

An approximation that is usually done is to assume the weak coupling regime [82]: The
perturbation H. does not change significantly the environment, and therefore the relative
coordinates remain in the equilibrium state p,; during the time evolution of the center of
mass. This assumption does not allow to describe the energy relaxation of the electronic
heat bath to the phonon heat bath. However, an extension of the present calculation to
the case of a time-dependent temperature which takes into account the above-mentioned
relaxation process could be possible. Furthermore, we neglect the correlations between
the system and the heat bath. Indeed, we assume that those correlations vanish on a
timescale 7, which is much smaller than the time ¢ at which we consider the evolution
of the system, 7. being the correlation time. Since we disregard the dynamics of the
center-of-mass system on the timescale of 7., we have

pr(t) = p(t) @ prel, (3.14)
and thus .
5(t) ~ _% /0 s T [ (1), [(5). 5() @ pea] | (3.15)

Calculation of the correlator

In order to proceed with the evaluation of the correlator appearing in the integrand of
(3.15), we now write explicitly the time dependence contained in the interaction picture
of H, as defined in (3.4).> To this end, we insert (2.35) into (3.4) and arrive at

Ho(t) = A [ET(t) + B@s)} S sl (D)Es(0). (3.16)
af

The time evolution of any time-independent operator O in the interaction picture is
given by

O(t) = fi_LeiHot/h [Ho, O] e~iHot/h, (3.17)
For the fermionic operator ¢,, we thus have
Calt) = %e“%t/ " [Hyat, o) 0, (3.18)

2Those dipole selection rules will appear in (4.10) given in Chapter 4.
3By “correlator”, we mean the trace over the environment of the double commutator appearing on
the r.hus. of (3.15).
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3.1 Reduced density-matrix description of the electronic center of mass

Using (2.31), [Hiyel, Ca] = —0apCa, and the solution of (3.18) reads

Co(t) = coewet (3.19a)
with w, = £,/h. Likewise,
& (t) = cf et (3.19b)
For the bosonic operators b and bf, a similar derivation yields
b(t) = be~iomt, (3.20a)
bf(t) = blelont, (3.20b)

With those results, we thus arrive to the following expression for the correlator of
(3.15):

T | Holt), | Hels). 7ls) @ pra| | = (3:21)

A? Z dopd. 50 @orsTerst) { [ZN)T(t) +b(t), (ZN)T(S) + E(s)) ﬁ(s)] Tre (prechc(;chﬁ)
afyd

— [Bf(t) + B(t), p(s) (Z)T(S) + B(s))} Trye (pre]CLCIgCLC(S)} ,

where w3 = w, —wg. The two traces of the fermionic operators are given by

Trye (prelcf/c(;c:gcﬁ) = 00305 f(€a) f(€4) 4+ 0asdpy [L — f(ca)] f(eg), (3.22a)
Trrel (pre1chcaclcs) = 6apdys f(€a)f(y) + Oasdsyf(a) [1 — fles)], (3.22b)

where .
fle) = NG (3.23)

is the Fermi-Dirac distribution. As it has already been mentioned, the dipole matrix
elements satisfy d,, = 0, and with (3.22), we obtain for (3.21)

T | He(t), | Hols), 6(5) @ pea| | = Cs = 1) [B(0) + B(8), (B(5) + B(s)) 4(s)]
—C(t—s) [ET(t) +B(t), p(s) (5*(3) + 13(5))] . (3.24)

In the above equation, we have defined the correlation function of the bath as

C(r) = ) 11 = f(ea)l f(ep) |Adas|* €. (3.25)
af
It contains the complete information on the time evolution of the relative-coordinate
degrees of freedom. It can be shown [82] that the real part of C'(7) describes the dynamics
of the fluctuations of the environment, and that the imaginary part is related to a linear
susceptibility.
Inserting the result of (3.24) into (3.15), we then arrive at

(0 = 2 /Ot ar{C*(7) [51(8) + b(o), (B'(t = 7) + bt = 7)) e - 7)]

—C(r) [b*(t) L B(E), Bt — 7) (iﬂ(t ) bt — T))] } (3.26)
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Chapter 3 Dynamics of the surface plasmon excitation

Markovian approximation and perturbative approach

The correlation function (3.25) is a superposition of exponentials oscillating at the eigen-
frequencies w,s of the heat bath. For not too small nanoparticles, the electronic environ-
ment described by the Hamiltonian (2.31) contains a large number of degrees of freedom,
and its spectrum is therefore a quasi-continuum. Thus, the exponentials in (3.25) inter-
fere in a destructive fashion very rapidly. Therefore, we can assume that the correlation
function C(7) decreases as a function of 7 on a very short timescale 7., the correlation
time. For 7 > 7., C(7) ~ 0. This constitutes the Markovian approximation [82,84].
This allows to replace the upper bound ¢ of the integral in (3.26) by oco. This implies
that we consider the evolution of the center-of-mass system on a timescale t > 7..*

Furthermore, since the coupling between the center-of-mass and the relative-coordinate
system is weak, and since the r.h.s. of (3.26) is a second-order term in the coupling Hamil-
tonian H., it is reasonable to neglect the evolution of p between t — 7 and ¢. Taking into
account this evolution would imply that we actually regard the evolution of the system
to a higher order in perturbation theory [82]. Thus we can replace in (3.26) p(t — 7) by

p(t)-

With the Markovian approximation and the perturbative expansion to second order in
the coupling Hamiltonian, we then obtain for the evolution of the center-of-mass reduced
density matrix (in the interaction picture)

(t) ~ _% b df{c*m [z}w) (1), (5T(t — )+ bt T)) ﬁ(t)}

olts [Bw) +B(), p(t) (ET@ ) bt — T))} } (3.27)

Within the Markovian approximation, there is no memory effect on a first approximation
in the system we are studying.® Together with the weak coupling assumption, it yields a
time evolution described by (3.27) which is tractable analytically and provides physical
insight into the relaxation process of the surface plasmon excitation.

Making explicit the time dependence of the bosonic operators (3.20) in (3.27), we

4Note that an explicit evaluation of the correlation function (3.25) could be done either numerically
from the knowledge of the single-particle eigenenergies, or analytically by means of the semiclassical
expansions that we develop in the remainder of this thesis. As we will see, the Markovian approxi-
mation yields valuable results, notably for the surface plasmon linewidth. Thus we can expect this
assumption to be reasonable.

SHowever, memory effects on the electron dynamics in metallic nanoparticles have been lately studied
numerically, and seem to broaden the surface plasmon resonance [85].
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3.1 Reduced density-matrix description of the electronic center of mass
obtain

5(@:-% Owdf{o*(f) [bT,B(—T)ﬁ(t)] + [b,z}*(—f)p(t)} (3.28)

1 oRidut [bT,BT(—T)ﬁ(t)] | o 2idut [b b( T)p(t )} ]

—C(7)

(b A0b(—7)] + b0 ()]

e o (B (—7)] + e 2 b, f(1)b(~7)| ] }
In the above expression, the terms proportional to e*?“™M! are highly oscillating ones
as a function of t. Thus, once integrated over ¢ to obtain p(t), those contributions are
almost vanishing and will be neglected in the following. This is the so-called rotating
wave approzimation [82,84]. With the expression (3.25) of the correlation function C'(7),
we then obtain

B0 = = 2 31— Fle)] Fo5) | Adasl” / Car{eteo a0 [ pw]  (3.20)

af
1 o i(@apton)T [b, bTﬁ(tﬂ — el@aptonm)T [bi,ﬁ(t)b} — el(wap=om)7 [b plt )bw }

Now, using
/ dr 97 = +iP o + 76 (92), (3.30)
0

where P denotes the Cauchy principal value, we obtain by rearranging the commutators
n (3.29)

p(t) =16 [blb, 5(t)] - %‘ [bTb(t) + A(1)bTb — 2b5(1)bT] — 77* (667 3(1) + p(t)bbT — 26T 5(t)b]

(3.31)
with 9
Ve = h_z (1~ f(ea)] f(ep) [Adas|* & (Gt % wap) (3.32)
of
and
PZ [1— f(ea)] f(25) |Adasl’ —ﬁ (3-33)

waﬁ - UJM

Coming back to the Schrodmger picture, we finally obtain the master equation for
the reduced density matrix of the center-of-mass degree of freedom in absence of the
external driving field

p(t) = —iwg, [bD, p(t)] — 77* [bTbp(t) + p(t)blb — 2bp(1)b']
- %* (b7 p(t) + p(£)bbT — 2bTp(t)b] (3.34)

61



Chapter 3 Dynamics of the surface plasmon excitation

where
Wsp = WM — 0 (3.35)
is the renormalized surface plasmon frequency.

Writing (3.34) in the basis of harmonic oscillator states |n), we have for the diagonal
part of the center-of-mass density matrix

Prn = =Y~ Prn — (N + 1)V prgims1 + 074 Pn—10-1 + (0 + 1)V prgingr- (3.36)

If the state |n) is occupied with a certain probability p,,, it decays to the state [n — 1)
with the rate ny_ and raises to the state |n + 1) with the rate (n 4+ 1)y,. In the mean
time, the probability p,, is increased by transitions from the states [n — 1) and |n + 1)
with rates ny, and (n + 1)7y_, respectively.

Physical meaning of 7., v_, and ¢

As we show here, the expressions of 74, and of § entering (3.34) have simple physical
interpretations: v, and 7_ are related to the lifetime of the n'" excited state of the
harmonic oscillator center-of-mass system, while 0 is the frequency shift due to the
interaction of the system with the electronic environment.

When the displacement of the center of mass is much smaller than the nanoparticle
size, it is possible to linearize the coupling Hamiltonian as it was done in Chapter 2. The
weak coupling regime allows to treat H. as a perturbation to the uncoupled Hamiltonian
Hep + Hy. Assuming that initially the center of mass is in its n'" excited state In), two
processes limit the lifetime of |n): (i) the decay into the lower state |n — 1) with creation
of a particle-hole pair, and (ii) the excitation to the higher state |n + 1) of the center
of mass caused by the annihilation of a particle-hole pair (see Fig. 3.1). Obviously, this
last process is only possible at finite temperatures. Then, Fermi’s golden rule [53] yields
the linewidth

2w -
In = E Z PIrel |<m> Frel’HC’m Irel>’2 4 ((TL - m>ﬁwM t €Ly — €Frel) (3'37)
FreTIrel
for the collective state |n). It is related to the lifetime of the center-of-mass state |n)

through 7,, = 1/7,. In the golden rule, |m) and |F.,) are the final states of center-of-
mass and relative coordinates, of energy mhwy and g, respectively. The probability

rel?

of finding the initial state |[,) occupied is given in the grand-canonical ensemble by the
matrix element

Pr, = (Lelprellrer) (3.38)

of the equilibrium density matrix at the temperature 7" defined in (3.10). Introducing
the expression (2.35) of the coupling Hamiltonian, we obtain

Yo =n7-+ (n+ 1)y, (3.39)

where vy are defined in (3.32). For the linewidth of the surface plasmon excitation,
which is the first excited state of the center-of-mass system (n = 1), we thus obtain

M=y =7-+ 274 (3.40)
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A X In+1) Y
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Resonant processes Antiresonant processes

Figure 3.1: The four processes contributing to the linewidth =, of the n*® center-of-mass
state and to the energy shift J, as discussed in the text. In the figure, |af3)
stands for a particle-hole pair.

This very important and experimentally relevant quantity will be evaluated in Chapter
4. The first term on the r.h.s. in (3.40) is the rate associated with the spontaneous decay
of a plasmon, while the second one is the rate for a plasmon excitation by the thermal
environment. The latter mechanism is suppressed at zero temperature.

In the absence of the coupling H., the energy of the n'" state of the center-of-mass
system is given by the eigenenergies gl = nhawy of Hey defined in (2.30). The pres-
ence of the coupling Hamiltonian (2.35) perturbs the eigenstates of H.,. The leading
contribution to the resulting shift of the eigenenergies &Y is determined using pertur-
bation theory in H.. While the first order does not contribute due to the selection rules
contained in the coupling (2.35), there are four second-order processes involving virtual
particle-hole pairs. In addition to the two resonant processes (i) and (ii) mentioned
above, one has to take into account (iii) that a plasmon can decay by destroying a
particle-hole pair, and (iv) that a plasmon can be excited to a higher collective state by
creating a particle-hole pair (see Fig. 3.1). Those two latter processes are antiresonant
ones. Taking into account all four mechanisms, to second order in the coupling we obtain
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Chapter 3 Dynamics of the surface plasmon excitation

the perturbed energy

m Frel’H ’n [rel>’
5 = nhwy + E . 3.41
rel m)hin + €1, — ER (341)
Frel Irel

Using (2.35) to replace H, in the preceding expression, we obtain

ED = nhiy — nhd_ — (n+ 1)ho,, (3.42)
where )
1 |Adagsl
ﬁp % [1— f(ea)] f(é‘ﬁ)m' (3.43)

Thus, the energy difference between two adjacent center-of-mass states |n) and |n + 1)
is independent of n, and is given by

hwg = EZ), — €D = hiy — ho, (3.44)
where 0 = d; + 0_ is defined in (3.33). We thus recover (3.35), and the electronic
environment leads to a shift of the harmonic-oscillator frequency as compared to the
unperturbed case. As we will see in Chapter 5, the shift § is positive, and thus we
have an additional redshift of the surface plasmon frequency compared to the redshift
induced by the spill-out effect which yields the frequency @y given in (1.7). This redshift
of the surface plasmon frequency induced by the electronic environment is analogous to
the Lamb shift known in atomic physics [82,84,86,87]. If an atom is subject to an
electromagnetic field, the interaction with the reservoir of photons induces a shift of its
resonance frequency. This effect comes in addition to the hyperfine structure of the atom,
and explains for instance the fact that in the hydrogen atom, the 2p; 5 state is slightly
lower in energy than the 2s;,, state, resulting in a slight shift of the corresponding
spectral line. In our case, the shift ¢ is induced by the electronic environment which
acts on the center-of-mass system.

3.1.2 Effect of the external driving field

In this section, we consider the role of the external driving field whose interaction with
the center-of-mass coordinate is described by the time-dependent Hamiltonian Hg(t)
(2.40). In a first step, we neglect the coupling Hamiltonian H.. Thus, we do not have
any damping mechanism of the surface plasmon excitation, and also no renormalization
of the harmonic-oscillator frequency (3.35). In this case, the time-evolution of the density
matrix of the whole system is given by

i

pr(t) = =7

i [Hcm + Hrel + HF(t)v pT(t)} : (345)

In the absence of the coupling H., the density matrix of the center-of-mass and of the
relative-coordinate system are uncoupled, such that pr(t) = p(t) ® pre. Tracing out the
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3.1 Reduced density-matrix description of the electronic center of mass

relative coordinates, we thus arrive at

(1) =~ (How + H(0) p(1)]. (3.46)

Expressing He, and Hp(t) according to (2.30) and (2.40), respectively, we obtain
p(t) = —idn [bTD, p(t)] — iQr cos (wit) [b + b, p(t)] (3.47)

which describes the time evolution of a harmonic oscillator driven by an external mono-
chromatic field. The Rabi frequency Qg is defined in (2.41).

Now, assuming that the driving does not influence the dissipation of the collective
surface plasmon excitation, we can add the contributions from H., i.e., the dissipative
part of the reduced density matrix described by the master equation (3.34), and from
Hy(t) (see Eq. 3.47) independently [82]. This is justified in the following way. The
damping rates v+ and the shift § are due to the interaction between the center of mass
and the relative coordinates via the coupling H., and not to the interaction with a
reservoir of photons. For the nanoparticles we consider, the radiative damping can be
neglected compared to the Landau damping. Thus, we can conclude that the external
electromagnetic field does not influence the linewidths and shifts of the center-of-mass
states.

Finally, the reduced density matrix of the center-of-mass system is governed by the
master equation

p(t) = — iwg, [b7b, p(t)] — iQr cos (wrt) [b' + b, p(t)]
- %‘ [b7bp(t) + p(t)bTb — 2bp(1)bT] — 7% (0BT p(t) + p(t)bb! — 2T p(t)b] ,  (3.48)

which is nothing but the well-known master equation for a driven damped harmonic
oscillator [82,84]. Another way to find this master equation would have been to use
the optical Bloch equation (3.47), together with the Lindblad theory in order to include
the natural damping of the system [88,89]. Furthermore, we could have used second
order perturbation theory to introduce the environment-induced shift of the surface
plasmon frequency, as presented above. However, the master-equation method derived
in this section provides a self-contained approach which allows to render explicit all the
approximation of this simple model.
The matrix representation in the harmonic oscillator basis of (3.48) is given by

o pnlt) = VT D st 6

— Qg cos (wLt) | Vrpn_1.m(t) + V1 + 1pni1m(t) — Vmpnm_1(t) — vVm + lpmm“(t)} .
(3.49)

Prm(t) = —iwsp (1 — m) i (t) — ¥

In the above equation, we have neglected v, as compared to 7_ and noted v = ~_.
Indeed, it is easy to show from (3.32) that the rate v, is related to v_ through the
detailed-balance relation

— o Bhom

o 7. (3.50)
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Chapter 3 Dynamics of the surface plasmon excitation

We have v, < v_ for temperatures up to a few thousand degrees since hwy is of the
order of several eV.

3.2 Two-level system approach

We now describe more precisely the time evolution of the center-of-mass degree of free-
dom under the influence of the external driving field. To this end, we will solve (3.49)
under the following assumption: The center-of-mass system which is normally a har-
monic oscillator described by the Hamiltonian (2.30) can be approximated by a two-
level system. The applicability of such an approximation is discussed in Appendix A.
The reasons for this simplifying hypothesis are the following: Except for a very strong
driving field, the harmonic oscillator states higher than the first excited state are not
significantly populated. Furthermore, the detuning between the frequency of the laser
and the resonance frequency of the system plays in favor of the two-level description (for
more details, see Appendix A). Moreover, there exists additional damping mechanisms
which are not included in our model, like the ionization of the double plasmon state
(see Chapter 7), or the radiation damping [11]. Then, the second collective level (the
double plasmon) has a width which is significantly larger than the one of the simple
surface plasmon, and it is then justified to neglect all excited levels but the first one. In
addition to this, the existence of the double-plasmon state has not been clearly identified
experimentally, even though indirect observations of such a state have been reported in
the experiments of Refs. 72 and 73 on charged sodium clusters in vacuum. In the case of
pump-probe experiments on noble-metal nanoparticles embedded in a dielectric medium,
interactions with the surrounding matrix provide further decay channels (e.g., via cou-
pling to phonons, localized states, surface states, etc.) For these reasons we will here
restrict ourselves to the study of the two-level system.

Writing explicitly the master equation (3.49) for the two collective states |0) and |1)
yields the system

poo = —iQR COS (th) (plO — P01) + YP11, (351&)
P11 = iQg cos (wrt) (pr0 — po1) — VP11, (3.51b)
Po1 = Wwsppo1 — i{)R cos (WLt) (/)11 - Poo) - %0017 (3-510)

with the conditions pgg + p11 = 1 and pj, = po1. Introducing the new variables
Prm = Ibnme—iwL(n—m)t (352)

and keeping only the terms which significantly contribute close to the resonance wy, ~ wy,
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3.2 Two-level system approach

(rotating wave approximation [82]), one obtains

. SR . .

Poo = —1—2R (P10 — po1) + VP, (3.53a)
. Or . . )

P11 = 17R (P10 — Po1) — VP11, (3.53b)
. e Sr . .

Po1 = —i0ppo1 — 17R (P11 — Poo) — %Pm, (3.53c)

where 01, = wi, — wyp, is the detuning between the laser and the resonance frequency.
Introducing a Bloch vector X = ue, + ve, + we,, with components [82]

L, . R

u= 5 (Por+ puo), (3.54a)
L. .

v =5 (Por = puo) (3.54b)
L, . .

w=g (P11 — Poo) 5 (3.54c¢)

the Bloch equations (3.53) take the form
v

X = MX — € (3.55)
where
—7/2 6L 0
M = —(SL —’)//2 —QR . (356)

0 Qrn =7
The general solution of (3.55) reads

3
X(t) =) AeM'x; + Xy, (3.57)

i=1

where x; is the eigenvector associated to the eigenvalue \; of the matrix M, while the
A;’s are constants of integration determined by the initial conditions. Xy = uge, +
Vi€, + W€y, i the stationary solution of (3.55) given by X = (7/2)Mle,, ie.,

V2sA

s/2
@ = —Y 3.58b
BT T 52 4 AA2 ( )
2 1
wet s/ S (3.58¢)

Tl r2+4A2 2

We have defined the so-called saturation parameter

5= 2 (%)2 (3.59)

v
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Figure 3.2: Stationary occupation probability p3} according to (3.61b) as a function of
the saturation parameter s for increasing values of the detuning A = d, /7.

which is a measure of the ratio of the field intensity over damping (see the definition of
the Rabi frequency, Eq. 2.41), and the scaled detuning

oL

A= 3.60)
S (
With (3.54) and (3.52), this yields the stationary solutions
1+ 5/2+4A?
A= 3.61
o= s ran (3.61a)
st 8/2
S e — .61b
P11 11 st 4A2’ (3.61b)
o (2A 41 2
it (1) = it PR DV (3.61c)

1+ s+4A2 °

For s > 1, both populations pff, and p5} tend to 1/2. In this situation, the limitation
to two levels is of course questionable. A sufficiently intense excitation thus yields an
equal occupation probability of the two collective levels, and hence the name “saturation
parameter” for s. In Fig. 3.2, we show the stationary population of the excited state
p3y as a function of the saturation parameter s for various values of the detuning A.
For a fixed field intensity, i.e., a fixed saturation parameter, pj} decreases as a function
of the detuning. Here we should mention that we cannot pretend to correctly describe
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p11(t)

Figure 3.3: Population of the excited state pj; (3.62) as a function of ¢ for different
values of the saturation parameter s.

the dynamical behavior of the center-of-mass system for a large detuning parameter dr,.
Indeed, since we work in the rotating wave approximation, our treatment remains valid
for wy, near the resonance frequency ws,. Thus, the results presented for dr, ~ 10y have
to be taken with precaution.

3.2.1 Analytical solutions of the Bloch equations without detuning

When the laser field is at resonance with the collective frequency wyp, i.e., there is no
detuning (dp, = 0), it is possible to solve (3.55) analytically. Assuming that the system
is initially at rest, i.e., poo(0) = 1, the transient solutions are given by

1+s

i) = L2 {1 e feosn (FVI85) + ims)|}

3
———sinh
Vi rhe ( 4
(3.62)

for the population of the excited state, and

. 2 3 1-2
por(t) =1 elwsptl_j/s {1 — o 3t/4 {cosh <%v 1— 83) + \/1?885 sinh ( 1— 83)} }

3.63)
for the coherences. For v¢ > 1, (3.62) and (3.63) tend to the stationary solutions (3 6 b)
and (3.61c), respectively (for A =0).
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Figure 3.4: Real part of the off-diagonal density matrix element py; according to (3.63),
proportional to the mean center-of-mass coordinate (Z), for increasing val-
ues of the saturation parameter s. In the figure, wys,/v = 30.

In Fig. 3.3, we show the population of the excited state p;; as a function of time,
for increasing values of the saturation parameter. For s < 1/8, p;; smoothly increases
as a function of time to reach the stationary value given in (3.61b) (for A = 0). For
s > 1, the center-of-mass system experiences damped Rabi oscillations and reaches
the steady state on a timescale ~ ~~!. Note that if the laser field is turned off
after a certain time 7, the population of the excited state relaxes to zero accord-
ing to p11(t) = p11(7)exp [—y(t — 7)], while the coherence of the system decreases as

por(t) = por(7) exp [=(7/2 — iwg ) (t = 7).
In Fig. 3.4, we show the real part of (3.63) which is proportional to (Z) = Tren, (pZ),
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the mean center-of-mass coordinate (or mean dipole). For s < 1,

Rpo1(t) ~ —sin (wspt)\/g (1—e %), (3.64)

and the dipole oscillates regularly, while its amplitude increases smoothly as a function
of time. In the case of strong saturation parameter s > 1,

Rpo1 (t) ~ —% {1 — e 3t/ [cos (W\@) — \/gsin (qt\/g)] } . (3.69)

and an irregular pattern appears for times shorter than a few v~! (see Fig. 3.4). For
0 < s < 1, the amplitude of (Z) increases with s, while for s > 1, it goes to zero, as it
can be easily seen on the stationary solution (3.61c). Thus, for strong laser excitation,
the mean dipole vanishes.

We conclude this section with the following remark: During the time the laser field is
applied, one could measure the emission spectrum of the ensemble of nanoparticles. In
the limit of an intense laser beam, i.e., of a large saturation parameter, this fluorescent
spectrum is [90]

I(r) /2 1 37/4
Stor) =247 { @ = w2 20— (g + T + (39747

1 3v/4
3~ (o — W+ (37/4) } (366)

where )
I(r) “ (Dx2)« 2 (3.67)
r) = - - .
c2r r r|’
D = —eNR being the dipole moment of the electronic center of mass. We therefore

have a fluorescence spectrum consisting of three Lorentzians, a central peak at w =
wsp With a width v, and two sidebands at w — (ws, £ Qg) with a width 3v/2 (see
Fig. 3.5). The fluorescence spectrum is therefore a good experimental check of a large
saturation parameter s as for example in pump-probe experiments [63,64], since the
spectral separation between the central peak and the sidebands provides a measure of
the Rabi frequency, while the width of the peaks provides . One should scan to this
end with a photodetector a region of several eV in order to find the satellites.
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S(w,r)/I(r) (arb. units)

(wsp — Qr)/Y wWsp /7Y (wsp + Qr)/Y
w/7y

Figure 3.5: Fluorescence spectrum S(w,r) from (3.66) in arbitrary units.

72



3.2 Two-level system approach

1 T T T T T T T T T
— s=500
....... s =100
0.8 | e s—10
444444 S =
0.6 HI .
= i
Q [
0.4 HilE =
0.2 |5 i
0 lefiecielo. o T
0 2 4 6 8 10

vt

Figure 3.6: Population of the excited center-of-mass state as a function of time for
various values of the saturation parameter s. The black curves correspond
to A = 5, while the gray ones correspond to A = 10.

3.2.2 Numerical solutions of the Bloch equations in presence of
detuning

When we have a detuning between the frequency of the laser field wy, and the resonance
frequency wgp, i.€., o, # 0, it is no longer possible to diagonalize the matrix M of (3.56)
analytically. However, in order to understand the role of the detuning on the surface
plasmon excitation, we can solve (3.55) numerically. The result for the population pi;
of the collective excited states is presented in Fig. 3.6 for different values of the scaled
detuning A defined in (3.60). We see that as the detuning increases, the probability to
find the first excited state of the center-of-mass system occupied decreases, consistently
with the behavior of the stationary solution (3.61b) (see also Fig. 3.2).

For the coherences, the numerical calculations show that for a large saturation param-
eter, the amplitude of the mean center-of-mass coordinate (Z) ~ Rpg; increases with
the detuning, a result which might be surprising. This feature can be explained in the
following way. According to the stationary solution (3.61c), we have

s/2

= 17 s ane 2Acos(at) —isin(wit)]. (3.68)

e [P?)tl (t)]
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Figure 3.7: Amplitude of the center-of-mass coordinate according to (3.70) as a function
of the detuning for different saturation parameters.

The maxima of this equation as a function of time are located at

1 1 nm
tmax = —— arct — —, 3.69
o arctan (QA) +wL (3.69)

where n is an integer greater than arctan (1/2A) /7. Thus, the amplitude of the center-
of-mass coordinate is proportional to

24/5/2 1
R o (tmax) || = ——F [ A2+ —. 3.70

[ (o1 (fmax)]| 14 s+ 4A2 1 (3.70)
This shows that for s < 1, the amplitude of the center-of-mass coordinate decreases with
A, while for s > 1, it increases until it reaches the critical value y/(s —1)/2 and then
decreases as a function of A (see Fig. 3.7).

3.2.3 Estimation of the saturation parameter in typical experiments

The study of the preceding sections shows that the saturation parameter of (3.59) is the
crucial parameter which determines the dynamics of the surface plasmon excitation in
presence of an external driving field.

In typical photoabsorption experiments [10], a weak laser field excites an ensemble of
nanoparticles. If the power of the laser is about several mW, the resulting electric field
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is of the order of 103 Vm™!, and thus the Rabi frequency is no more than several peV
according to (2.41). Since in typical nanoparticles, the surface plasmon linewidth is of the
order of less than 1eV, the resulting saturation parameter s < 1. The power absorbed
by a nanoparticle is P,ps = opool — opi1l, where o is the absorption cross section of
the nanoparticle and I the intensity of the driving field. The second term in the above
expression accounts for the stimulated emission of photons [82]. With pgg = 1 — p11, we
have P,,s = (1 —2p1;)I. Since the saturation parameter is proportional to Q%, we have
according to (2.41) s ~ EZ ~ I, and thus for small s, p5{ ~ I (see Eq. 3.61b). Therefore,
it is only for small values of p1; < pgo that we are in the linear response regime, i.e.,
P abs X 1.

On the contrary, in pump-probe experiments, the nanoparticles are excited by an
ultrashort pump laser pulse which is extremely intense. As a generic example, we con-
sider the experiments of Ref. 63 on silver nanoparticles which have an average radius
a = 3.25nm. These nanoparticles present a broad absorption spectrum around the res-
onance frequency ws, = 2.85eV. According to TDLDA calculations, the width of this
resonance is approximately iy = 50meV (see Chapter 8). The estimation of the Rabi
frequency (2.41) requires the knowledge of the electrical field of the pump laser field.
The “energy density” u being defined as the energy carried by one laser pulse divided
by the cross section of the laser beam, we have & = FEZcr /8w, where ¢ is the speed
of light, and 7 the duration of the pulse (typically 100fs). With u = 1Jm™2, we get
Ey = 8.7 x 10" Vm~t. The Rabi frequency is therefore hdg ~ 0.92 eV, which results in
a very large saturation parameter s ~ 600. Thus, the population of the excited state
equals that of the ground state, pgy = p11 = 1/2, and we are no longer in the linear
response regime.

3.3 Conclusion for Chapter 3

This chapter has been devoted to the study of the surface plasmon dynamics. By
means of a reduced-density-matrix formalism, we have established the master equation
describing the time evolution of the center-of-mass degree of freedom. To this end,
we have made four crucial approximations. First, we have assumed that the electronic
environment was in thermal equilibrium. This assumption does not allow us to describe
the energy relaxation of the thermal bath, e.g., to the phonon heat bath. Second, we
have assumed the weak coupling regime, i.e., the coupling Hamiltonian between the
center-of-mass system and the environment of the relative coordinates can be treated
as a perturbation to the uncoupled Hamiltonian. Third, we have neglected memory
effects and worked within the Markovian approximation. Fourth, we have incorporated
the effects of the external driving field and of the environment independently. With
those approximations, we have recovered the well-known optical Bloch equation for the
evolution of the center-of-mass density matrix.

Two quantities appear as a consequence of the coupling to the environment: the
Landau damping rate v which yields the lifetime of the center-of-mass excited states,
and the shift 6 which renormalizes the surface plasmon frequency. Those two quantities
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will be evaluated in Chapter 4 and 5, respectively.

Assuming that the center-of-mass system can be described by a two-level system,
we have solved the corresponding Bloch equations in different situations, i.e., with and
without detuning between the frequency of the external field and the surface plasmon
resonance frequency. It has appeared that the determining parameter for the dynamical
evolution of the center-of-mass degree of freedom is the so-called saturation parameter. It
is a measure of the external field intensity over the damping of the system. Increasing it,
we go from the linear response regime of typical absorption experiments to the nonlinear
regime of pump-probe setups.
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Chapter 4

Lifetime of the surface plasmon
excitation

Le temps est un grand mattre, il
régle bien des choses.

(Pierre Corneille, 1606-1684, in
Sertorius)

In this chapter, we evaluate the linewidth « of the surface plasmon excitation (3.40).
We will calculate it by means of a semiclassical low-temperature expansion, and focus
on its size and temperature dependence. To this end, we introduce the function

2m
B(w) = 75 D[ = f(za)] £(e6) |Adas|” 8 (w0 — wap) (4.1)
af
In the above expression, f(e) is the Fermi-Dirac distribution given in (3.23), A the
constant defined in (2.37), and d,p are the matrix elements of (2.36). The linewidth ~y
is related to 3 (w) through
as it can be seen from (3.32) and (3.40). It is understood that in (4.1), |wag| > we
where w, is some cutoff separating the restricted subspace that builds the coherent
superposition of the surface plasmon excitation from the additional subspace at high
energy (see Sec. 1.2.3). We have introduced the function »(w) since it is helpful for
the evaluation of v and will also be useful in Chapter 5 when the frequency shift of the
surface plasmon induced by the electronic environment (3.33) will be determined. The
first term on the r.h.s. in (4.2) is the rate associated with the spontaneous decay of a
plasmon [see Fig. 3.1(i)], while the second one is the rate for a plasmon excitation by the
thermal environment [see Fig. 3.1(ii)]. The expression (4.1) implies the detailed-balance
relation
Y(~w) = e P8 (w) (4.3)

which allows to write (4.2) as

v = S(@n) (14 2e ). (4.4)
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This expression shows that an excitation of the surface plasmon to a higher level is
suppressed at low temperatures because no or only few particle-hole pairs are present.

4.1 Dipole matrix element from single-particle
self-consistent states

In order to evaluate the plasmon linewidth from (4.1), we need a description of the
eigenstates |a) of the mean-field Hamiltonian (2.31). The TDLDA numerical calcula-
tions briefly presented in Secs. 1.2.4 and 2.2.2 inform us on the shape of the self-consistent
mean field potential V' (r), as shown in Fig. 2.2. It suggests that for analytical calcula-
tions, V(r) can be approximated by a spherical well of radius a and finite height V;,

V(r)=VoO@r — a), (4.5)

where Vo = ep + W, ep and W being the Fermi energy and the work function of the
considered nanoparticle, respectively. The self-consistent potential of Fig. 2.2 is for an
alkaline-metal nanoparticle in vacuum, and as we will see in Chapter 8, the dielectric
constants inside and outside the cluster influence the steepness of V (r).

Because of the spherical symmetry of the problem, the one-particle wave functions

van(r) = 20 ym(0, ) (46)

decompose into radial and angular parts given by the spherical harmonics Y;"(6, ¢),
where [ and m are the angular momentum quantum numbers. The radial wave functions
ug (1) satisfy the reduced Schrodinger equation

B h? d_2 RA(1+1)
2m, dr? 2mer?

+ V(r)| uq(r) = eug(r) (4.7)

with the conditions u.(0) = 0 and lim,_ [ug(r)/r] = 0. This yields the single-particle
eigenenergies € in the mean-field potential V(r) of (4.5). Thus, the matrix elements
dap appearing in (4.1) can be separated into an angular part AZ?@mﬁ and a radial part

Rlal,e (Eow 5ﬁ)7

dag = Az?ﬁmBRlalﬁ (éa, 65). (48)
With (2.36), we have
™ 2m
Aeme / dfsin b / A (6, 0) cos (6) Y, (6, ) (4.9)
0 0

which can be expressed in terms of Wigner-3; symbols [91] as

mam m o lg 1\ Il g 1
Al = (=1) a\/(2za+1)(2zﬁ+1)<0 g 0) (_ma mﬁﬁ 0). (4.10)
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4.1 Dipole matrix element from single-particle self-consistent states

The Wigner-3j5 symbols contain the dipole selection rules I, = lg =1 and m, = mg.

For the calculation of the radial part of the matrix elements d,g, we now closely follow
the derivation of Yannouleas and Broglia [30] (see also Ref. 92). In the limit of strong
electronic confinement (Vy > ep in Eq. 4.5), the single-particle wave function vanishes
outside the nanoparticle, and we can therefore approximate the radial matrix element
(see Eq. 2.36) by

Rinis(arep) / drul ; (r)rueu,(r). (4.11)
0
The commutator of r with the self-consistent Hamiltonian (2.32) reads
ih
He = 2, 4.12
[, He] = ——p (4.12)

(¢]

where p, is the conjugated momentum to the variable r. Calculating the matrix element
of this commutator between two single-particle eigenstates |«) and |3) of Hy. then allows
to write

ih
" B, 4.13
(@) = e alp 19 (4.13)
Now,
dv
T‘7HSC = _'h_v 4.14
pr. ] = 0 (4.14)
such that " v
i
1) = — 3. 4.1
(olnl) =~ — (ol 17 (4.15)
Inserting this result in (4.13), we have
h? dv
alr|f) = ———— (o] —|5), 4.16
(oh19) = s el 1) (416
and then 2 . 4
R o = drul — U . 4.17
o) = ey [0 G, ) (417
With (4.5), we thus obtain
h2
Rinis(€arep) = sVouZ . (a)ue,,(a). (4.18)

me (€5 = €a)

For Vj — oo and r < a, the regular solutions of (4.7) satisfying u.(a) = 0 are given
by (see Appendix C, Sec. C.2.1)

ug(r) = ag—\/z;;ﬁ—(z%, (4.19)

where j,(z) are spherical Bessel functions of the first kind [93], and k& = +/2m.c/h.
We have the condition j;(ka) = 0 which yields the quantization of the single-particle
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Chapter 4 Lifetime of the surface plasmon excitation

states in the infinitely deep spherical well. Inserting the radial wave functions (4.19)
into (4.18), we thus have

2k 1 (koa)  J1,(kga
Riats(Ear€s) = Vy Jia(kat) _Jis(ksa)

: . ) 4.20
Mol (55 — éa)Q Jio41(kaa) Jig+1 (kﬂa) ( )

Now, for r — a™, ugy(r) — 0 and V(r) = Vi — oo, such that the radial Schrodinger
equation (4.7) takes the form

<_ wod + Vo) ug(r) = 0. (4.21)

With kg = v/2m.Vy/h, the physical solution of this equation is
Ug(r — a™) ~ e, (4.22)

Then,
dual

e = —koua(r — a”), (4.23)

r—at

and imposing the continuity of the radial wave function and of its derivative with respect
to r at r = a, we arrive to

dugl
dr

= —koug(r — a”). (4.24)

r—a

Then, we obtain with (4.19)

: V2meVo dji(kr) dji(n)
1 —i(ka)| = — —k 4.25
Jim [ wJi(ka) a | i (4.25)
Using the recurrence relation of the spherical Bessel functions [93]
[l dj :
5]1(77) - d_nl = Ji+1(n) (4.26)

and the fact that j;(n) = ji(ka) = 0, we finally arrive to the following expression for the
radial matrix elements [30,92]:

21" _\/FaEs (4.27)

Riats(€ar £5) = Mel (g4 — 5)°
[0

Note that the dipole selection rule {, = [z £ 1 appearing in the angular matrix element
(4.10) implies that e, # €3, and thus (4.27) is nondivergent. Furthermore, it decreases
with increasing energy |e, — €| of the dipole transition |a) — |3).
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4.2 Semiclassical low-temperature expansion

4.2 Semiclassical low-temperature expansion and
contribution to the surface plasmon linewidth with
smooth size dependence

We now use semiclassical techniques to determine the low-temperature behavior of 3(w).
In view of the detailed-balance relation (4.3) we can restrict ourselves to positive fre-
quencies w.

The summations appearing in (4.1) can be replaced by integrals provided one knows
the density of states of the single-particle states in the self-consistent potential V' (r).
Decomposing the density of states as a sum over its fixed angular momentum component,

o0

= Z Z o(e), (4.28)

=0 m=-1
we have with (4.8)

A7 2

Y(w) = / deF (e Zgl £)ou (e — )[A mn' R (e, e — hw)| (4.29)
o,

where a factor of 2 accounts for the spin degeneracy. In the above equation, we have
introduced the notation

Fe) = [1 = f(e)] f(e — hw). (4.30)

Furthermore, we have omitted the subscripts {I’ for the radial matrix element R since
(4.27) shows that it actually does not depend on the angular quantum numbers. Per-
forming the sums over I’ and m’ with the help of the selection rules contained in the
angular part (4.10) of the dipole matrix element, namely I’ = [ + 1 and m’ = m, one
obtains

) / T e F(2) ARz, £ — o)

X Z Ql [ -Al l+1 Ql+1(5 - hw) + (AmTl)Q Q171<€ — hw) . (4.31)

Writing explicitly the Wigner-3;5 symbols in (4.10), we have

mm 2 (+1T—=m)(+1+m)
(Afi)” = QI +1)@20+3)

mm (2 _ (L=m)([+m)
(AT™)" = 2L+ D)2 —1) (4.32b)

(4.32a)
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Chapter 4 Lifetime of the surface plasmon excitation

The summation over m entering (4.31) then yields

+1

Z;( nim) = HTl (4.33a)
il( nm) = é (4.33b)
and we obtain for (4.31)
Ew) = % /: deF(e) [AR(e, e — hw)]” i‘ ai(e) [(1+ V)ersa(e — hw) + Lo (e — hw)].

(4.34)

We now appeal to a semiclassical approximation for the two densities of states ap-

pearing in (4.34) using the Gutzwiller trace formula [94] presented in Appendix B and

adapted to the effective radial motion (see Appendix C). The [-fixed density of states is
decomposed into a smooth and an oscillating part,

ale) = a)(e) + g (e), (4.35)

with
0/(e) = 27(;) (4.36)

and

o (e) = % icos {f (% - 3;)} (4.37)

r=1

The classical action of the periodic orbit at energy ¢ is

Si(e) = 2h [\/ (ka)? — (1+1/2)° (z + %) arccos (l 22/ 2)} o (438)

while its period is given by

h/ (ka)? = (1 4 1/2)°

- (4.39)

Ti(e) =
We denote by 7 the number of repetitions of the periodic orbit. Within the semiclassical
approximation, the finite height Vj of the self-consistent potential is irrelevant since the
classical trajectories at a given energy are not sensitive to the shape of the potential
above this energy. In this section, we focus on the smooth semiclassical density of
states (4.36). As we will see, it yields the dominant 1/a-dependent component of v. In
Sec. 4.3, we will show that the oscillating component of the density of states gives rise
to a nonmonotonic behavior of the surface plasmon linewidth as a function of the size of
the nanoparticle. This feature will be shown to be only relevant for small cluster sizes.
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4.2 Semiclassical low-temperature expansion

Inserting the smooth part (4.36) of the density of states into (4.34), and assuming
[ > 1, consistently with the fact that we are interested in leading order contributions in
h, we obtain the smooth contribution to ¥(w),

2 [ F(e)[AR(e, e — hw)]’
SO(w) = — :
(@) 37rh/hw de e(e — hw)
fma 2meca? 2me (e — hw)a?
x /0 e L - 2 (4.40)

We have approximated the sum over [ by an integral and assumed [ ~ [+1. Furthermore,
lnax = \/ 2me(e — hw)a? /h? is the maximal angular momentum quantum number allowed
at the energy ¢ — iiw (see Appendix C). In the above equation, the integral over [ can
be easily evaluated, and with (4.27) we get

S(w) = 38% (h:—FMY %]—"(u, hw). (4.41)

Here, we have introduced

F(u, hw) = : %F(s)H (%) : (4.42)

where
H(z)= 2z —1)ya(z—1)—In (Vo +Vz — 1) (4.43)

is a monotonically increasing function. For x close to 1, we have H(x) ~ (8/3)(x —1)%/2.

The dependence on the chemical potential x in (4.42) is via the Fermi functions appearing
in this expression.
Integrating (4.42) by parts yields

Flu, hw) = /: de <—‘i—§) H (%) (4.44)

with

H(z) = /1 " H ()

1

o {\/:L'(:c ") ez — 1)+ 3] - 32z — DIn (VZ + v — 1)} . (4.45)

In the low-temperature limit fuw > kgT', we get according to (4.30)

dF ePle—n) ePle—hw—p)
3 [eﬁ(é—ﬂ) —+ ]_] [eﬁ(a—h‘*’_ﬂ) —+ ]_]

which corresponds to two peaks of opposite sign centered at € = p and at € = p+hw (see
Fig. 4.1). It is therefore helpful to expand the function H around € = p and € = p+ hw.
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Chapter 4 Lifetime of the surface plasmon excitation

As it can be seen from Fig. 4.1, one has to distinguish between three cases: (a) When
hw—p 2 kgT, only the peak centered at ¢ = p+ hw contributes to the integral of (4.44)
(Fig. 4.1a). (b) When hw — p < —kgT, the two peaks contribute (Fig. 4.1b). (c¢) In
the special case where hw is in a range of order kg7 around the chemical potential p
(Fig. 4.1c), the nonanalyticity of H(x) for x = 1 has to be properly accounted for, while
the peak at € = pu + hw yields the same result as in the case (a).

In the case (a), we expand in (4.44) H around € = p + hw and obtain with (4.46)

T

+oo T +oo
~ ~ ¢ LANEN re
]—“(u,hw)_H<1+m)>/_ dx(ex+1)2+H<1+m> e /_Oo doe

1 1 1 +oo xQex
+-H(14+—) —— / de———, 4.47
2 ( hw) (Bhw)? J oo (e* 4+ 1) (4.47)

where H'(z) denotes the derivative of H(z). Note that the second term on the r.h.s. in
(4.47) vanishes since the integrand is an odd function of z. Evaluating the two remaining
integrals, we arrive to

Fiuroy=m (14 )+ 7 () (14 1), (1.48)

In the case (b) where fww — p S —kgT (see Fig. 4.1b), one has to take into account the
two peaks that present the derivative of F'(€) to obtain a similar expression. Putting the
two cases (a) and (b) together, we obtain for low temperatures and for |Aiw — u| 2 kgT

]—“(,u,hw):?-((l—l—%) —H(%) O(u — hw)

i kgT ’ / H 1 M
+ (H) [H (1 + ﬂ) —H (%) O (u— hw)] . (4.49)
We now come to the special case (c¢) where fiw lies in a range kg7 around p (Fig. 4.1c).

Here, we cannot linearize the function H given in (4.45) since it is nonanalytical at = = 1.
However, we can use the behavior of H near x = 1, namely

16
15
Note that the peak at ¢ = p+ fw ~ 2u contributes to F(u, hiw) like in the case (a) since
here, H can be linearized. Thus, for hw = u, we have with (4.48)

7T2 kBT 2 16 o ex$5/2 ]{ZBT 5/2
~ H(2 — =) H(2)- = d . 4.51
Fum 2+ () we - [Te s (B e

—
~3.07

H(x) (z—1)"%. (4.50)

In order to pursue the evaluation of (4.49), we need to determine the chemical potential
p. To this end, we employ the Sommerfeld expansion [9] to the second order in T'/Ty
with Tr the Fermi temperature. This leads to

2

/OOO de f(e)h(e) ~ /OaF de h(e) + h(ep)(pu — er) + %h’(sF) (kgT)? (4.52)
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4.2 Semiclassical low-temperature expansion
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Figure 4.1: Sketch of —dF'/de from (4.46) (solid line), and of the function H of (4.45)
(dashed line) as a function of ¢, for (a) hw — u 2 kgT', (b) hw —pu < —kgT,
and (c) hw = p.
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Chapter 4 Lifetime of the surface plasmon excitation

when h(e) is a function that varies slowly on scales larger than kgT. The first term
on the r.h.s. of (4.52) corresponds to the zero-temperature result, while the remaining
terms are the finite-temperature corrections. Since the density of states of (4.36), once
summed over [ and m yields the three-dimensional bulk density of states proportional to
V2 given in (C.28) in Appendix C, we obtain with h(e) = ¢°(¢) the standard Sommerfeld
expression for the chemical potential of free fermions [9], i.e.,

] w2 (T 2
~ep |1l — = | &=
f=¢r 12 \ Ty

This expression is obtained by requiring that the number of electrons does not depend
on temperature. We thus get for (4.49)

. (4.53)

ep+hw de

£
F(p, hw) 2/ —H (— (4.54)
max (ep,hw) hw <h’W>

T {0 ) - (2o
(e 2) - ) ot}

Inserting the result (4.54) into (4.41), and using the expression (4.43) for H, we finally

obtain
Y(w) = % (%M)gg (% TEF) (4.55)
with
(g ) =) + o) (1) (4.56)
where [29,30]
90(2) = (Va1 (s +1) +3) = 32e + D (Vo +Va+1) (4.57)

- [\/a:(x —1)(4z(z —1)+3) =32z — 1)In (V& + Vo — 1)]@(w - 1)}

is a monotonically increasing function with go(0) = 0 and lim, . go(z) = 1, while

2

ga() = 27;1_x{ z(z+1)(6z —1)+1In (\/5_1_ \/x——i—l)
- [x/w(x —1)(6z+1) +In (v + m)] O(r — 1)} (4.58)

with g2(0) = 0 and lim, .o g2(z) = 72/6. For x near 1, note that a T°/2-correction
coming from (4.51) has to be added to (4.56), namely —1.54(T/Ty)"/2.
Eq. 4.4 then yields the size- and temperature-dependent surface plasmon linewidth

3’UF R T
0
= —9qg| —, = . 4.
i 4ag(ﬁwM’Tp> (4.59)
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4.2 Semiclassical low-temperature expansion
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Figure 4.2: Surface plasmon linewidth as a function of eg/hwy, for different tempera-
tures. Solid lines: low-temperature expansion (4.59). Dashed lines: numer-
ical integration of (4.4) with Eqs. 4.41-4.43. In the figure, the temperature
increases from bottom to top.

We denote the smooth component of the surface plasmon linewidth as 4" since the
smooth semiclassical density of states (4.36) is at the origin of this result. As it will be
shown in the next section, the oscillating component (4.37) of the density of states will
yield an additional term for the surface plasmon linewidth which oscillates as a function
of the size a of the nanoparticle. Note that the exponential factor appearing in (4.4) is
irrelevant in our low-temperature expansion. Furthermore, we have replaced wy by wy
for the calculation of 4. As we will see in Chapter 5, the spill-out correction to the Mie
frequency scales as 1/a (see also Sec. 1.1.2). Furthermore, (4.59) shows that 7° scales
also as 1/a. Thus, incorporating the spill-out correction in the result of (4.59) would
yield higher order terms in 1/a, inconsistently with our semiclassical expansion that we
have restricted to the leading order.

At T = 0, we recover with (4.59) the well-known 1/a size dependence of the surface
plasmon linewidth. First found by Kawabata and Kubo [48], this size dependence is due
to the confinement of the single-particle states in the nanoparticle (see Sec. 1.2.2). We
also recover the zero-temperature frequency dependence found in Refs. 29 and 30. As a
function of ep, the Landau damping linewidth increases linearly for ep < hwy and as
VEr for ep > hwy (see solid line for 7' = 0 in Fig. 4.2). The increase of the linewidth is
a consequence of the fact that with increasing Fermi energy the number of particle-hole
excitations rises. The behavior for a high Fermi energy when the discreteness of the
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Figure 4.3: TDLDA photoabsorption cross section o(w) in arbitrary units for a sodium
nanoparticle with N = 1760 electrons (solid line). The dashed line is a
Lorentzian fit.

quantum levels is negligible can be understood in two ways. Quantum mechanically,
the two densities of states in expression (4.34) for the Landau damping rate (4.4) are
evaluated nearly at the same energy. Performing the calculations in this limit thus yields
Y ~ /ep. Classically, the motion of the electrons is ballistic, and we can think of an
effective electronic mean free path limited by the size a of the nanoparticle, such that
7~ vp/a ~ \/eF (see Sec. 1.2.1).

In order to confirm the relevance of the result (4.59) at T = 0, we can compare it with
the TDLDA numerical calculations. From the TDLDA linear response function, one can
extract the photoabsorption cross section o(w) as defined in (1.15) [79]. It is represented
in Fig. 4.3 for a sodium nanoparticle containing N = 1760 valence electrons (solid line).
A Lorentzian fit then provides the full width at half maximum of the absorption curve
m(a) =5 +v(a) (see dashed line in Fig. 4.3). 7; is introduced to smooth the excitation
peaks of the TDLDA response function in order to get a continuous curve. It is chosen
to be of the order of 0.1eV, and one has to subtract this quantity from the result of the
Lorentzian fit to obtain the size-dependent linewidth v(a). We verified that the precise
value of +; does not affect the v(a) that we extract.

The analytical evaluation of 4° at T = 0 agrees with the TDLDA numerical calcu-
lations for the largest nanoparticle sizes (see dashed line of Fig. 4.4). However, we see
in Fig. 4.4 that when a decreases, the linewidth extracted from the TDLDA absorption
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4.2 Semiclassical low-temperature expansion

hy (eV)

a/ag

Figure 4.4: Inverse lifetime of the first collective excitation in sodium nanoparticles as
a function of the radius a of the cluster for 7" = 0. The dashed line is
the smooth part of the single plasmon linewidth (4.59). The full line is
the smooth part plus the oscillating contribution from (4.69) for a number
of repetitions 7 = 1. This semiclassical result is compared to numerical
TDLDA calculations (dots) for clusters with magic numbers of atoms be-
tween 20 and 1760, corresponding to kpa between 5.2 and 23.

cross section presents a nonmonotonic behavior. This will be the subject of the next
section. Experiments on charged alkaline clusters with a diameter in the range 1-5nm in
vacuum [18] yield a linewidth of the order of iy ~ 1eV. Although the charged character
of those clusters used in this experiment might limit the applicability of our model, we
note that our calculated value is smaller, but of the same order of magnitude than the
experimental one. This difference might be explained by additional contributions to the
linewidth present in the experiment.

Since the function go is positive, finite temperatures lead to a broadening of the
surface plasmon resonance which to leading order is quadratic. As for T" = 0, the
linewidth decreases with increasing size of the nanoparticle like 1/a. Based on classical
considerations, this has been proposed in Ref. 30, where the authors argued that v ~ v/a

with the average speed
?)UF 7'('2 T 2
b= — |14 — ( =—
YTy [ MG (TF)

of electrons at the temperature 7. The result of Ref. 30 is only relevant in the high

(4.60)
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Chapter 4 Lifetime of the surface plasmon excitation

energy limit ep > fiwy where it agrees with our general result (4.59).

In Fig. 4.5, we show the linewidth (4.59) as a function of the temperature, scaled by the
zero-temperature linewidth, for different values of the ratio ep/fuwys (solid lines). In order
to confirm the validity of our low temperature expansion, we compare it to the result of a
numerical integration (dashed lines) of (4.4) with Eqs. 4.41-4.43." The agreement of the
expansion (4.59) with this direct integration is excellent for low temperatures. For fixed
T/TF, the deviation increases with ep/hwy; since then, the low-temperature condition
hwye > kgT s less and less fulfilled. This can also be noticed from Fig. 4.2 where we
show the result of (4.59) as a function of the ratio e /hwy for different temperatures.
Note that the cusp present in our analytical result at finite temperature for ep = hwy
is unphysical, as confirmed by the numerical integration of (4.4). The cusp comes from
the improper treatment of our evaluation of (4.44) when hwy; is in a range of order kgT
around the Fermi energy ep (see Fig. 4.1c).

There are a number of experiments showing a broadening of the surface plasmon
linewidth with temperature [46,47,95,96]. Those experimental results on not too small
clusters indicate the presence of small corrections to the width of the collective surface
plasmon excitation due to finite temperatures, in agreement with our result (4.59). In
Ref. 95, absorption measurements on gold nanoparticles with a diameter ranging from 9
to 25nm in aqueous solution have shown only a weak temperature effect on the surface
plasmon linewidth. In Refs. 46 and 47, a weak broadening of the plasmon resonance
in silver and gold nanoparticles of sizes a = 4.25 to 10nm is reported, accompanied
by a small redshift of the peak position as the temperature increases. In Ref. 96, the
temperature dependence of small silver clusters (radius of 1.6 to 10.5 nm) embedded in
a glass matrix has been investigated and a rather small broadening of the plasmon line
has been reported as the temperature increases from 1.5 to 300 K.

There are also experiments on very small clusters [23,24] showing a strong temperature
effect on the surface plasmon linewidth. It has been observed in Ref. 23 that the plasmon
width of mercury clusters increases dramatically with temperature. A systematic study
of the temperature dependence of the linewidth in small charged sodium nanoparticles

!Note that for the purpose of a numerical evaluation of v°(T'), we cannot use the approximate Som-
merfeld expression (4.53) for the chemical potential p. Nevertheless, it can be found by remarking
that the number of valence electrons N in the system does not change with temperature. We thus
have the self-consistent equation

N = [T defee) = NT = 0)

with f(g) the Fermi distribution and ¢"(g) the density of states given in (C.28). The preceding
expression can be evaluated and we obtain

T 5/ : (T kgT 4
(T> Ligp [~ /7] + 2 o,

where Li, (z) is the polylogarithmic function. This expression can be solved numerically to yield the

self-consistent chemical potential p. We have checked that (4.53) provides a reasonable approxima-
tion to p. For instance, at T/Tr = 0.2, the error of the Sommerfeld result is about 7 %.
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Figure 4.5: Surface plasmon linewidth as a function of the temperature, scaled by the
linewidth at 7" = 0, for different ratios e /Awyr. Solid lines: low-temperature
expansion (4.59). For erp = hwy, we have accounted for the additional
T°/%-correction to 7°, see (4.51). Dashed lines: numerical integration of
(4.4) with Eqgs. 4.41-4.43. The arrow indicates the direction of increasing
EF / th

with NV = 8, 20, and 40 valence electrons has been carried out in Ref. 24. As the
temperature of the cluster is increasing, the authors found a pronounced broadening of
the resonance which goes typically as v/T. This is in apparent contradiction with our
result (4.59). However, for very small particle sizes, an additional broadening mechanism
not considered in our analysis becomes important, namely the coupling of the surface
plasmon to quadrupole surface thermal fluctuations [16,97,98].

4.3 Shell effects and nonmonotonic behavior of the
plasmon linewidth

In this section, we restrict ourselves to zero temperature. In this case, the function F(g)
defined in (4.30) and entering (4.34) reads

F(e) =0(e —ep)O(ep + hw — ). (4.61)

In the expression (4.34), the oscillating part of the density of states (4.35) gives rise

to terms of the type o) 09 as well as ¢9*0%¢. The former become negligible (in the
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semiclassical limit of small &) because one integrates a smooth function multiplied by a
highly oscillating one. With the help of (2.37), (4.27) and (4.37), the latter yields

(o) = 3 (2 2 [y Y e B - (172

w hw (kFa) Timin l,l/:l:tl

x 37 cos { (Sl 3;)] cos [f’ (% - %ﬂﬂ (4.62)

77 >1

We have defined n = ka for the particles, ' = \/ n? — (krpa)?hw/ep for the holes, Ny, =
kramax (1, \/hw/er), and Nmax = kpay/1 + hw/ep. In (4.62), fy =1 for I’ =1 — 1 and
fr =1+1for '’ =1+1. We can expand the product of the two cosines and keep only the
contribution in leading order in A, neglecting the highly oscillating term as a function
of the particle and hole actions. We now write this contribution with the help of the
Poisson summation rule (C.29) to obtain

osc ~ 24 rom\3 er EF Thmax lmax
N (M—g(;) ﬂ(kFaf/ dnn Z Z/

TImin m*—OO'r‘r/>1 1/2

3 fz/\/'er—(lJrl/?)?\/n’z—(l’+1/2)2 O (1.63)
l

=41
where we have defined the phase

ST () = 7S1(n) _ f’Sz%(U/) _ 377< ) + 2l (4.64)

Performing a stationary phase approximation (see Appendix B), given by the condition
0¢/0l|; = 0 with the stationary points I, we obtain with (4.38) the stationary phase

equation
[+1/2 I'+1/2
farccos( 1/ ) — 7 arccos( +,/ > = 1. (4.65)
n n

The phase of (4.64) indicates that the major contribution to the integral over [ in (4.63)
will be given by 7 = # and m = 0. We then select only one point within the full mesh
of the stationary points,

I+1/2 I'+1/2

4.66
n ' (4.66)

Noticing that 7 = \/n? — (kpa)?hw/ep < 1, we see that in order to satisfy (4.66), we
have to set [’ = [ — 1. The stationary point is then given by

_ + 7
l_7777

= 2= (4.67)
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4.3 Shell effects and nonmonotonic behavior of the plasmon linewidth

Performing the integral over [ in (4.63) with the help of the stationary phase approxi-
mation, we get

() — V2T (<)’ g—Fg—Fy /nzm dnniy/ip — (T + 127/ — (- 1/2)?

h w hw (kFa

00 -1/2 o 2 7,70
Z cos {Qﬁ;’r’o(n) + %Sign [ ¢0l2 () ] } (4.68)
1 1=l

After a lengthly but straightforward calculation, this finally provides the following result
for the oscillating part of the first plasmon linewidth, y°% = £°5¢(wy):

a%”“( o (n)

=l

67 er VIFE B+ 05
OSC:_ d
R >5/maw P

X Z —cos{ { (kpa)*(8 — f)? — 1 — arccos (W)} - Z} ’

where 3 = /(% — £ and £ = hwy/ep. The remaining integral over  can be performed
numerically (solid line, Fig. 4.4). Assuming that kpa > 1, using that 8 — ' ~ 1 and
that the sum over the number of repetitions is dominated by the first term, we see that
the argument of the cosine is close to 2kpa and

328 [(kea)’(5 - 52 =170 (4.69)

_fF
h(kpa>5/2

0SC

v cos (2krpa). (4.70)

Therefore the linewidth of the single surface plasmon excitation has a nonmonotonic
behavior as a function of the size a of the metallic cluster. This is due to the density-
density particle-hole correlation appearing in (4.34). Let us mention that the result of
(4.69) is slightly different from the one of the previous work of Ref. 80. This is due to
the fact that we have used here a more rigorous treatment of the semiclassical radial
problem, as presented in Appendix C. As in Ref. 80, we have to set a phase shift in our
analytical prediction of (4.69) to map the TDLDA numerical points in Fig. 4.4. This is
due to the fact that we have taken only one stationary point (see Eq. 4.66) and neglected
all the other contributions coming from the full mesh of stationary points which influence
the phase appearing in (4.63).

A nonmonotonic behavior of the surface plasmon linewidth has also been observed
experimentally in the case of charged lithium clusters [18]. Our numerical TDLDA
calculations confirm the presence of size-dependent oscillations for alkaline metals. In
Refs. 29, 99, and 100, some numerical evidences of such oscillations have also been
reported. Our semiclassical approach also predicts a nonmonotonous behavior of v for
noble metal clusters, in agreement with recent experimental results [101]. However,
the presence of different dielectric constants inside and outside the cluster renders the
problem more involved. This issue is discussed in Chapter 8.
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Chapter 4 Lifetime of the surface plasmon excitation

4.4 Conclusion for Chapter 4

In this chapter, we have evaluated the Landau damping linewidth resulting from the
coupling of the surface plasmon to particle-hole excitations. Assuming that the self-
consistent states are perfectly confined by the mean field, the size and temperature
dependence of the linewidth of the surface plasmon has been investigated by means of
a semiclassical evaluation, together with a low-temperature expansion.

In addition to the well-known 1/a size dependence, we have shown that for the small-
est sizes, the surface plasmon linewidth presents oscillations as a function of the size of
the nanoparticle. These oscillations arise from electron-hole density-density correlations.
These results are in good agreement with numerical time-dependent local density ap-
proximation calculations, and consistent with experiments on free alkaline nanoparticles.
The development of the spectroscopy for individual nano-objects [38-44], which gets rid
of the inhomogeneous broadening, will certainly allow in a near future to quantitatively
confront our prediction of the oscillating behavior of the surface plasmon linewidth with
measurements.

Furthermore, we have demonstrated in this chapter that an increase in temperature
leads to an increasing width of the resonance. The effect of the temperature has been
found to be weak, in qualitative agreement with the experimental results and with the
previous theory of Ref. 30.
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Chapter 5

Frequency of the surface plasmon
excitation

Quand je n'ai pas de bleu, je
mets du rouge.

(Pablo Picasso, 1881-1973, cited
by Paul Eluard in Donner a voir)

In this chapter we turn to the evaluation of the redshift of the surface plasmon frequency
with respect to the classical Mie value wy;. The experimentally observed surface plasmon
frequencies are smaller than the Mie frequency wy [10,22,25], and this is qualitatively
captured by TDLDA calculations since the position of the maximum of the absorption
curve wg, is smaller than wy (see Fig. 5.1). This redshift is usually attributed to the
so-called spill-out effect [10,11,13]. As presented in Sec. 1.1.2, the origin of this quantum
effect is a nonzero probability to find electrons outside the nanoparticle, which results
in a reduction of the effective frequency for the center-of-mass coordinate. If a fraction
Nouws/N of the electrons is outside the geometrical boundaries of the nanoparticle, we
can expect that the electron density within the nanoparticle is reduced accordingly and
the frequency of the surface plasmon is given by (1.7). We have seen in Chapter 2 that
such an estimation can be formalized considering the form of the single-particle confining
potential (2.5).

It has been known for a long time [11] that wy, is even smaller than the Mie frequency
corrected by the spill-out effect wy;. Therefore the spill-out effect is not sufficient to
explain the redshift of the surface plasmon frequency as illustrated in Fig. 5.1. Recently,
the coupling to the electronic environment has been invoked as an additional source
of frequency shift [60,102]. This has been formalized in Chapter 3, where the expres-
sion (3.33) for the environment-induced shift § has been established. In this chapter
we provide an estimation of such a contribution (analogous to the Lamb shift of atomic
physics [82]) and its parametric dependence on the particle size and electron temperature
(see Sec. 5.2). Despite the fact that we have to make drastic approximations, we find
that this additional shift implies a reduction of the surface plasmon frequency, thus ap-
proaching the TDLDA result. However it is known [11] that the experimental resonance
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Figure 5.1: Absorption cross section o(w) in arbitrary units extracted from TDLDA cal-
culations for a sodium cluster containing N = 832 valence electrons. The
classical Mie frequency is wy, while @y is the frequency of the surface plas-
mon resonance taking into account the spill-out effect, Eq. 1.7. It has been
obtained with the LDA self-consistent ground-state density as explained in
Sec. 5.1.3. The frequency wy, corresponds to the position of the maximum
of the absorption curve.

frequency is even lower than the TDLDA prediction within the jellium approximation.
This could be due to the ionic degrees of freedom.

In Sec. 5.1, we calculate one of the contributions affecting the resonance frequency
according to (1.7), namely the spill-out effect, while in Sec. 5.2, we will calculate the
additional frequency shift induced by the electronic environment (3.33).

5.1 Spill-out-induced frequency shift

5.1.1 Mean-field approximation

Within the mean-field approximation, the electronic degrees of freedom are treated in
the self-consistent one-particle potential V(r) shown in Fig. 2.2, and the number of
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5.1 Spill-out-induced frequency shift

electrons outside of the nanoparticle is given by

Nout:2/0mdeZgl(5)f(s)/( B (e ()] . (5.1)

r>a)

Here, g;(¢) is the density of states restricted to a fixed angular momentum [ from (4.35),
while f(e) is the Fermi-Dirac distribution defined in (3.23). The factor of 2 accounts for
the spin degeneracy. Because of the spherical symmetry of the problem, the one-particle
wave functions separate into radial and angular parts according to (4.6). The radial
wave functions ug(r) satisfy the reduced Schréodinger equation (4.7) which yields the
single-particle eigenenergies € in the mean-field potential V' (r), that we approximate by
the step-like potential of (4.5).

The Fermi function in (5.1) suppresses contributions to the energy integral from values
higher than er plus a few kgT. For low temperatures kgT < W, the states in the
continuum do not contribute and we restrict our evaluation to the bound states with

e < Vp.!' Defining k = /2mee/h and x = \/2m.(Vy —€)/h, we find for the regular
solutions of (4.7)
Auvid o (kr),  r<a,
uz(r) = \/Z{ uvk ylbr), rsa (5.2)
a

BuyXKipy (xr), >0,

where J,(z) are Bessel functions of the first kind and K, (z) are modified Bessel functions.
The normalization constants Ay, and By, are given by

2
Aw =/ TaCry’ (5.3a)

2 Jl+%(ka)

By = : 5.3b
i xaC K1 (xa) (5:30)
with ,
Cu— |28 e K, Ji s (ka)Jyys (k 5.4
kl = W l,%(xa) z+g(Xa) - 17%( a) l+g( a). (5.4)
We therefore obtain for the integral in (5.1)
T2 a(ka) [K, 1 (xa)K,, s(xa
/ Lt (o (r)[* = —2 =1 2) e30) (5.5)
(r>a) Chi KH_% (XCL)

The summation of this expression over all one-particle states required to obtain Ny
according to (5.1) cannot be done analytically. We therefore use a semiclassical approx-
imation which provides additional physical insight into the spill-out effect.

!The energy required to ionize the nanoparticle is the work function W plus the charging energy. This
corresponds to a temperature of several 10° K. Therefore, nanoparticles cannot be thermoionized at
reasonable temperatures.
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Chapter 5 Frequency of the surface plasmon excitation

5.1.2 Semiclassical low-temperature expansion for the number of
spill-out electrons

The integral of the electronic density (5.5) increases with the energy. Combined with the
increasing density of states in (5.1) and the Fermi function providing an energy cutoff,
this allows to conclude that the spill-out is dominated by the energies near the Fermi
level. In addition, in most of the metallic nanoparticles, we have ep ~ W > A, where
A is the mean single-particle level spacing. The semiclassical limit, in which ka and xa
must be much larger than one, then applies. In this limit, we obtain? for the integral
(5.5) of the density outside of the nanoparticle

& [t (1) = —— 5.6
[ el ~ o (56)

to first order in 1/ka and 1/xa. Since this result for a single state does not depend
on the angular momentum quantum numbers [ and m, the total density of states
o(e) = >, ai(e) is sufficient to determine the number of spill-out electrons. Restrict-
ing ourselves to the smooth semiclassical density of states ¢"(g) given in (C.28),% and
inserting (5.6) into (5.1) then yields

4m CL2 Vo
Ny~ ——— .
= /O ds f()h(e) (5.7)
with
3/2
he) = (5.8)

Vi —¢
Applying the low-temperature Sommerfeld expansion (4.52) with the chemical potential
(4.53), we obtain

N (kFG)Q EF T
Nout - 67 C (707 T_F) (59)
with ,
T T
¢ (x, ?F> = (o(z) + Ga(x) (T_F) , (5.10)
where

Colx) = 1 [—\/x(l —x)(2x + 3) + 3arcsin \/E} (5.11)

T

2To obtain this result, we have used the asymptotic behavior of the Bessel functions

2 VT m
Tole) =\ —eos (2= = 7).
T
K,(z) ~ ,/Ze ,
for z > 1 [93].

3The oscillating component (C.37) of the density of states does not contribute to Nyyu:. Indeed,
integrating (5.1) with (5.6) and (C.37) leads to an averaging-out.
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5.1 Spill-out-induced frequency shift

and

1—=x

42(:,;):”—2( * )3/2(2—x). (5.12)

Note that the upper bound of the integral over the energy in (5.7) has been replaced by V;
since we neglect exponentially suppressed contributions from higher energies. Therefore
our Sommerfeld expansion is reliable for temperatures 7'/Tp < 1 — ep/Vj.

At zero temperature the number of spill-out electrons increases smoothly with in-
creasing Fermi energy, reaching its maximal value (kpa)?/4 at ep = V. According to
(5.9) and (5.10), the number of spill-out electrons increases with temperature. This is
expected since the evanescent part of the wave function increases with the energy of the
occupied states.

Scaling the result (5.9) with the total number of electrons in the nanoparticle, N =

4(kpa)? /97, we obtain
Now _ 3 . (5—F 1) . (5.13)
This relative spill-out scales to first order as 1/a, and becomes less important for large
particles. Since the work function W depends on the size of the nanoparticle through
W = Wy + a/a,* the number of spill-out electrons (5.13) acquires, via the dependence
on Vj, higher-order corrections to the 1/a scaling. We neglect these terms because they
are of the same order as the ones neglected in our semiclassical expansion. Therefore
we approximate W by its bulk value W,,. The dependence of (5.13) on a can be
interpreted by observing that the spill-out is a surface effect so that N, increases only
with a?. Inserting (5.13) into (1.7), one can calculate the spill-out-induced redshift of the
surface plasmon resonance. This redshift increases for decreasing sizes and for increasing
temperatures, in qualitative agreement with experiments [18,22,46,47,96].
One can define a spill-out length as the depth

1]\fou
[, = - =2,

s = 5.14
3N (5.14)
of the spill-out layer. Inserting (5.13) into (5.14) yields the size-independent spill-out
length
1 EF T
kpls==C| —, = |, 5.15
=5 () (5.15)

which is represented in Fig. 5.2 as a function of the ratio ep /V} for different temperatures.
The result is compared with the results of a numerical integration of (5.7) with (5.8)
(dashed lines). This confirms our expectations about the validity of our results, namely
for low temperatures and for small ratios ep/Vj.

4o is a constant which includes quantum mechanical corrections. See, e.g., Ref. 103.
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T/Tp = 0.4 e
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Figure 5.2: kpl from (5.15) as a function of ep/Vj at zero temperature (black line) and
for finite temperatures (solid gray lines). The dashed lines result from the
numerical integration of (5.7) with (5.8). In the figure, T'/T¥ increases from
bottom to top.
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Figure 5.3: LDA ground-state self-consistent electronic density n. as a function of the
radial coordinate r scaled by the radius a, for various nanoparticle sizes
(rs = 3.93 ap, corresponding to sodium). The square profile (thick solid line)
represents the abrupt jellium density decreasing from its value n; inside the
nanoparticle to zero at r = a.

5.1.3 Number of spill-out electrons: semiclassics vs. LDA

In this section, we compare our semiclassical evaluation of the spill-out effect at zero
temperature with LDA calculations for spherical sodium nanoparticles. One possible way
to estimate N,y is to use the LDA, which allows to compute the spherically symmetric
self-consistent electronic ground-state density for nanoparticles with closed electronic
shells (see Fig. 5.3). Integrating the density outside the nanoparticle then yields an
approximation to Ny, and thus to [5 according to (5.14). An estimation of the spill-
out length from (5.15) by means of our semiclassical theory at zero temperature gives
ls ~ 0.2ag for sodium nanoparticles, while Madjet and collaborators obtained on the
basis of Kohn-Sham and Hartree-Fock calculations Iy around 0.55 ag for clusters of size
N = 8-196 [31]. With our LDA calculations, we obtain s of the order of 0.45aq for all
sizes between N = 8 and N = 1760 (see the squares in Fig. 5.4).

The fact that the semiclassical spill-out length is significantly smaller than that of LDA
is a consequence of our assumption of a step-like potential for V' (r). Indeed, the LDA
self-consistent potential V'(r) shown in Fig. 5.5 deviates from the form V (r) = V,0(r—a)
that we have used. As one can see in Fig. 5.5, the Fermi level does not coincide with
V(a). Defining the effective radius of the nanoparticle for the spill-out effect by means
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Figure 5.4: Spill-out length /s at 7" = 0 from (5.15) in units of the Bohr radius ag as a
function of the total number of electrons N (solid line) for sodium nanopar-
ticles. The dashed line is twice the result of (5.15), and is obtained consid-
ering the effective radius a.g for the approximated self-consistent potential,
namely V(r) = VuO(r — aeg). The squares result from LDA calculations.

of V(ae) = e, it seems appropriate to approximate the self-consistent potential by
V(r) = VoO(r — aeg). An estimation from our LDA calculations gives aeg ~ a + I5 for
all sizes between N = 8 and N = 1760. Using this effective radius in (5.9) does not
change our results for Ny and [g since a > l;. However, the spill-out length is defined
from the geometrical radius a of the ionic jellium background of the nanoparticle. Since
et = a + I, it actually yields an effective spill-out length I ~ 2/, and approximately
doubles our result for Ngyy. The improved T" = 0 result for the spill-out length is
represented by the dashed line in Fig. 5.4. It yields good agreement with the spill-out
length as deduced from the LDA calculations (squares in Fig. 5.4). Note that there is no
need to consider an effective radius of the nanoparticle in the calculation of the resonance
width presented in Chapter 4. Indeed, the linewidth ~ scales to leading order as 1/a.
Replacing a by an effective radius for the linewidth v would thus lead to higher-order
corrections.

5.1.4 Redshift of the surface plasmon resonance

We now examine the redshift of the surface plasmon resonance by means of TDLDA
calculations. In Fig. 5.6, we show the frequencies deduced from the LDA number of
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Figure 5.5: LDA self-consistent potential V' as a function of the radial coordinate r for
a sodium nanoparticle containing N = 1760 valence electrons. The radius
a is indicated by the vertical dotted line, and the effective radius defined
by V(aeg =~ a + l5) = er is indicated by the dashed line. The Fermi level
corresponds to the horizontal dashed line.

spill-out electrons for various closed-shell nanoparticle sizes between N = 8 and N =
1760, where N,y is incorporated according to (1.7) (squares). The dashed line is our
semiclassical result from (5.13) with (1.7), where we have taken into account the effective
radius for the self-consistent potential, as discussed in the preceding section. We see
that our analytical expression for the spill-out is in a good agreement with the LDA
calculations, and that the redshift is increasing with decreasing size as predicted by
(5.13).

Alternatively the resonance frequency can be extracted directly from the absorption
cross section o(w) defined in (1.15) and calculated from the TDLDA response function
(see Fig. 5.1). An upper bound for the resonance energy is given by the root mean
square [11,104]

J° dw w?o(w)

VP = [ dw o(w) (516)

providing a lower bound for the redshift of the surface plasmon frequency from the Mie
value. In the spherical jellium model, the frequency deduced from (5.16) coincides with

oum [11,105], the Mie frequency redshifted by the spill-out effect (1.7). We have checked
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Figure 5.6: Surface plasmon frequency as a function of the number N of valence elec-
trons in the nanoparticle. Squares: @y /ww, frequencies deduced from the
LDA number of spill-out electrons according to (1.7). Dashed line: semi-
classical evaluation of (5.13) with (1.7). Dots: w,/w, frequencies obtained
by fitting the TDLDA absorption curves with a Mie-type cross section [10].
Dotted line: linear fit to the dots. Solid line: sum of the spill-out effect
(dashed line) and the environment-induced redshift of the resonance (5.27).
All results shown here are at zero temperature for the case of sodium. The
points shown represent all closed shell sizes between N = 8 and N = 1760.

with our TDLDA calculations that the frequencies deduced from Ny, i.e., from the
electronic ground-state self-consistent density, correspond to the frequencies obtained
from (5.16), up to the numerical error. At zero temperature, the TDLDA thus fulfills
the sum rule [11] /(w?) = @y within less than 1% for sizes N larger than 254, and
within 1-4 % for the smaller sizes up to N = 8.

The dots in Fig. 5.6 represent the maxima wy, of the absorption curves obtained by
fitting the TDLDA results with a Mie-type cross section [10]. It is clear from Fig. 5.6
that the frequency obtained by (1.7) from the number of spill-out electrons (squares)
overestimates the resonance frequency wg, (see also Fig. 5.1).° It has been noticed in

SWithin the jellium model, the LDA is not responsible for any underestimation of the number of
spill-out electrons, as it has been shown using Hartree-Fock and RPA calculations [11]. Our results
show that the frequency shift induced by the electronic environment has to be taken into account
in order to explain the above-mentioned discrepancy.

104



5.2 Environment-induced frequency shift

= Nat, peak
-+ Nat, rms
-+ K+, peak
— dyn screen| |
- spill out 1
- spill out 2

1

1.0

09 |- 500

21>

,\.

\[’\

0.0

0.1

0.2

peak energy / bulk Mie plasmon energy

inverse cluster radius / A™’

Figure 5.7: Measured peak positions for singly-ionized spherical sodium clusters Na’
(squares) and large potassium nanoparticles K} (dots). The number of
atoms A = N + 1 is indicated in the figure (/V is the number of valence
electrons). The triangles represent the measured root mean square of (5.16)
for the sodium clusters. The straight lines are deduced from various theories
of the spill-out and of the dynamic screening of surface science (see Ref. 25
and references therein). (Reproduced from Ref. 25.)

Ref. 25 that the spill-out effect is not sufficient to describe the experimentally observed
resonance frequency (see Fig. 5.7).

In the following section, we propose to interpret the discrepancy between wg, given by
the TDLDA and @y; deduced from the spill-out by means of the coupling of the surface
plasmon mode to electron-hole excitations. This coupling results in a shift of the surface
plasmon frequency which adds to the effect of the spill-out.

5.2 Environment-induced frequency shift

We now evaluate the redshift § defined in (3.33) which comes in addition to the spill-out
contribution, as stated in (3.35).

According to (4.1) and (3.33), the energy shift § is related to the function ¥(w) through
the Kramers-Kronig relation

1 too o Ww(w)
_ ok ol 1
5 WP/_OO W (5.17)
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In what follows, we focus on the smooth size-dependent function ¥°(w) given in (4.55)
which will yield the smooth component ¢° of the environment-induced redshift of the
surface plasmon frequency. Thus, in (5.17), the frequency @y appearing in the denom-
inator can be replaced by wy. Indeed, the function ¥%(w) of (4.55) is proportional
to 1/kpa. Thus, taking into account the spill-out effect in the evaluation of § would
yield higher order terms in powers of 1/kpa, that we neglect in the semiclassical limit.
Furthermore, we have to restrict the integral over the frequency w by introducing the
cutoff w. discussed in Chapter 4. It arises from the fact that the particle-hole pairs that
participate to d in (3.33) belong to the high-energy sector of the RPA Hilbert space,
while the surface plasmon excitation is the superposition of particle-hole pairs of the
restricted low-energy subspace (see Secs. 1.2.3 and 2.2.3). The TDLDA absorption cross
section shows a large excitation peak at the frequency wy, which supports almost all of
the dipole strength. This peak is surrounded by particle-hole excitations that become
noticeable for frequencies larger than ~ wy — 17y, where 7 is a constant of the order of
unity. Thus for the purpose of calculating the integral (5.17) we can take the cutoff at
wy — Ny and approximate

+o00 0
50 o~ l73/ i Cl (5.18)

2 2
T M-y W T W

For frequencies w larger than wy — 17y, the function g appearing in (4.55) can be
replaced by its asymptotic expansion for ep < hw,

T 8+2772 T\?
T, — |~ | =+ — | =
I\" T, 5 9 \Tp

Inserting (4.55) with (5.19) into (5.18), we arrive at

Sup | 8 272 /T \? hom ny
60 I —_ | J| — L= 2
dra [15 * 9 (TF> ( ’ ’ (5.20)

EF EF
where we have defined

V. (5.19)

o0 dx
_ ¢3
This integral can be split into two parts, namely
E+a dz
3
L(&a)=¢ P/{—a ) (5.22)
and - q
_ 3 x
(€ a)=¢ /£+a P (22 = ) (5.23)

I, yields a vanishing contribution to the shift ¢°. Indeed, the linewidth Ay is of the
order of ~0.1-0.2eV (see Chapter 4), while the Mie energy is of several eV. Thus we
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have v < wyr, and expanding /; in the limit @ < £, we obtain a contribution which goes
as 7, i.e., ~ 1/a. Inserting this result into (5.20) therefore yields a term proportional to
1/a?, that we can neglect in our semiclassical expansion. The remaining integral I, can
be evaluated exactly, and we have

o= [£-3(es) o (73) - ()]

(5.24)
In the limit o < &, it reduces to

(€, a) ~ % B In (%) - % - g} : (5.25)

and inserting this result into (5.20), we obtain in the semiclassical limit krpa > 1

2
PR I P VR W] I NS
da \ hwy ny 2 3 [15m 9 \Iw
We remark that the dependence of this result on the cutoff is only logarithmic.
Inserting our expression (4.59) for the linewidth +,° we obtain to second order in T'/Tx

3vp . [ e T
g0 = 2 = 2
() (5.27)

. (5.26)

where j (x TZF ) _iol®) 4 da(a) (TEF)Z (5.28)
with o % {m (%) B g B %1 (5.29)
and

=" [ (i) 55w oW

The functions gy and go are defined in (4.57) and (4.58), respectively. While the linewidth
(4.59) goes as 1/a, the frequency shift scales as 1/a up to a logarithmic factor. This
redshift increases with temperature and adds to the redshift arising from the spill-out
effect discussed in Sec. 5.1.

The importance of the shift §° can be seen in Fig. 5.6. There, the position of the
surface plasmon resonance peak for sodium clusters calculated from TDLDA (dots) is
in qualitative agreement with our semiclassical result (solid line) taking into account
the shift 6° and the spill-out (see Eqgs. 1.7 and 5.13).” In Fig. 5.6, we have used n =

5We neglect here the oscillating component (4.69) which yields higher order corrections.
"We can compare the semiclassical and numerical results since both approaches are based on the
many-body Hamiltonian (2.1), and thus contain the same physical ingredients.
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1/2 for the frequency cutoff in (5.18). Our approximate expression for ¢° does not
permit us to obtain a quantitative agreement with the position wg, of the resonance
frequency shown by the dots. This is not surprising considering the approximations
needed in order to derive an analytical result. First, the expression for ¢° is based on
our result (4.55) for X°(w) which was derived under the assumption of perfectly confined
electronic states. Thus, the delocalized self-consistent single-particle states have not
been treated accurately in the calculation of §°. Second, the cutoff introduced above
is a rough estimate of the energy beyond which particle-hole excitations couple to the
surface plasmon. Despite those approximations, our estimate implies an increase of the
redshift beyond that caused by the spill-out (dashed line in Fig. 5.6). Comparing the
two effects leading to a redshift of the surface plasmon frequency, we find that they have
the same parametric size and temperature dependence, and are of the same order of
magnitude. Therefore, one has to take into account both contributions in quantitative
descriptions of the surface plasmon frequency.

For zero temperature, the shift 0 has also been considered in Refs. 60 and 102. The
authors of Ref. 60 have used the separation of the collective center-of-mass motion from
the relative coordinates. Their coupling between the two subsystems which is only non-
vanishing outside the nanoparticle leads to a shift that they have numerically evaluated
by means of the RPA plus exchange in the case of small charged sodium clusters. In
Ref. 102, the authors assumed a certain expression for the coupling, and a variational
RPA calculation was used to obtain an analytical expression of the environment-induced
redshift. In contrast to our findings, Refs. 60 and 102 obtained a shift § proportional to
the number of spill-out electrons.

For very small clusters (N between 8 and 92), a nonmonotonic behavior of the reso-
nance frequency as a function of the size of the nanoparticle has been observed experi-
mentally [25] (see Fig. 5.7). This behavior is consistent with our numerical calculations
(see dots in Fig. 5.6) and can be understood in the following way. We have shown in
Chapter 4 that the linewidth of the surface plasmon resonance presents oscillations as
a function of the size of the nanoparticle. Furthermore, we have shown in this section
that the linewidth and the environment-induced shift are related through the Kramers-
Kronig transform (5.17). Thus, the shift ¢ should also present oscillations as a function
of the size of the cluster. This is in contrast to the spill-out effect discussed in Sec. 5.1
where the oscillating character of the density of states leads to a vanishing contribution,
as confirmed by the LDA calculations (see squares in Fig. 5.6). Those significantly dif-
ferent behaviors could allow to distinguish between the two mechanisms contributing to
the redshift of the surface plasmon frequency with respect to the classical Mie value.

Using temperature-dependent TDLDA calculations, Hervieux and Bigot [67] have re-
cently found a nonmonotonic behavior of the energy shift of the surface plasmon fre-
quency as a function of the temperature for a given nanoparticle size (see Fig. 5.8). They
observed a redshift of the surface plasmon resonance up to a certain critical temperature
(e.g., 1000K and 2500 K for Na;3s and Najs,, respectively), followed by a blueshift of
the resonance at higher temperatures. This behavior is not present in our theory. The
authors of Ref. 67 attribute the nonmonotonic temperature dependence to the coupling
of the surface plasmon to bulklike extended states in the continuum, which causes a

108



5.3 Conclusion for Chapter 5

Na "

20 | 139 |

2 15+ .
=

< 10} .

5 o 4

JAY
OF 1]

295 300 3.05 310 3.5 300 305 3.10 315 320
Photon energy (eV)

Figure 5.8: TDLDA photoabsorption cross sections (in atomic units) of Naj3g and Naj,
as a function of the photon energy for different values of the electronic
temperature. (Reproduced from Ref. 67.)

blueshift, as one can expect for a bulk metal. However, we have restricted ourselves
to low temperatures compared to the work function of the nanoparticle, where we can
neglect those extended states in the evaluation of the spill-out. The critical temperature
of a thousand degrees is much smaller than the Fermi temperature for metals, such that
our treatment should remain a good approximation.

5.3 Conclusion for Chapter 5

In this chapter, we have focused on the surface plasmon resonance frequency. There are
two effects which lead to a redshift of this frequency with respect to the classical Mie
frequency: the well-known electronic spill-out and the coupling of the collective surface
plasmon excitation to the electronic environment.

We have analyzed the spill-out effect arising from the electron density outside the
nanoparticle. Our semiclassical analysis has led to a good agreement with local density
approximation calculations. In order to achieve this, it was necessary to introduce an
effective radius of the nanoparticle which accounts for the details of the self-consistent
mean-field potential. The ratio of spill-out electrons over the total number as well as
the resulting redshift of the surface plasmon frequency scale inversely with the size of
the nanoparticle. The spill-out-induced redshift was shown, by means of a Sommerfeld
expansion, to increase quadratically with the temperature.

We have demonstrated that the coupling between the electronic center of mass and the
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relative coordinates results in an additional redshift of the surface plasmon frequency.
This effect is of the same order as the redshift induced by the spill-out effect and presents
a similar size and temperature dependence. Thus it has to be taken into account in the
description of numerical and experimental results. Our semiclassical theory predicts that
for the smallest sizes of nanoparticles, the environment-induced redshift should exhibit
a nonmonotonic behavior as a function of the size. This is confirmed by numerical
calculations. Since such oscillations do not occur in the contribution to the redshift
caused by the spill-out effect, one should be able to distinguish the two effects.

110



Chapter 6

Time evolution of the optical
transmission in a pump-probe
configuration

Inutile d'employer un
thermometre de haute précision
pour prendre la température
d'un fantéme.

(Jean Rostand 1894-1977, in
Carnet d’un biologiste)

We now discuss the experimental consequences of the temperature dependence of the
Landau damping linewidth (4.59) and of the energy shifts induced by the spill-out
(Egs. 1.7 and 5.13) and by the electronic environment (5.27).

We focus on the absorption cross section defined in (1.15). Assuming it to be of the
Breit-Wigner form, we have

7(7;)/2 . (6.1)
w = wep ()] + V(1) /2]

o(w,T) = s(a)

where wg,(T') is the temperature-dependent resonance frequency of the surface plasmon
excitation given in (3.35) and s(a) is a size-dependent normalization prefactor. For the
spill-out-caused redshift included in wg,, we consider the effective radius discussed in
Sec. 5.1.3 which doubles the result of (5.13).

Unfortunately, to the best of our knowledge, systematic experimental investigations of
the shape of the absorption cross section as a function of temperature are not available.
However, an indirect approach is offered by pump-probe experiments [61-65], where the
nanoparticles are excited by an intense laser pulse, i.e., the pump laser field (see Sec. 1.3).
After a given time delay, the system is probed with a weak laser field, measuring the
transmission 7 of the nanoparticles. After the excitation of a surface plasmon, its energy
is transferred on the femtosecond timescale to the electronic environment, resulting in
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Chapter 6 Time evolution of the optical transmission in a pump-probe configuration

the heating of the latter. On a much longer timescale of typically a picosecond, the
equilibration of the electrons with the phonon heat bath results in the decrease of the
temperature of the electronic system with time. Such a process is not treated in our
theory.

An experimentally accessible quantity [61-65] is the differential transmission AT /7T =
(Ton — Tot) / Tosi, i-e., the normalized difference of transmissions with and without the
pump laser field. It is defined as A7 /7 = —A«aL where L = 2a is the sample thickness
(here, the diameter of the nanoparticle) and A« is the pump-induced absorption change
[66]. Since the absorption coefficient « is related to the photoabsorption cross section
through o = oV, V being the volume of the nanoparticle, we have

T T) =

_271'&2 [U(w7T) - O-(waTambﬂ 3 (62)
Tamb being the ambient temperature. The relation (6.2) between transmission and ab-
sorption holds provided that the reflectivity of the sample can be neglected, which is the
case in most of the experimental setups. The differential transmission can be viewed in
two different ways. For a fixed time delay between the pump and the probe pulses, it is
sensitive to the energy provided by the pump laser which is transferred to the electronic
environment via the surface plasmon, and thus to the temperature of the heat bath. Al-
ternatively, for a given pump intensity, increasing the time delay between the pump and
the probe scans the relaxation process of the electronic system as the bath temperature
decreases.

In order to obtain an estimate of the electronic temperature just after the excitation of
the nanoparticle by the pump laser field, we assume that the cluster absorbs resonantly
a photon of energy K., ~ hwy. This results in an increase of the internal energy
E(T) of the nanoparticle compared to the ambient temperature according to E,, =
E(T) — E(Tymp). The Sommerfeld theory of metals yields for the electronic energy of a
Fermi gas at a temperature T' < Tf [9]

2

E(T) ~ E(T = 0) + % (ksT)? olcr), (6.3)

where o(er) is the density of states at the Fermi energy ep. Consistently with our
semiclassical expansions, we take for the density of states the Weyl term (C.28), and
including the spin degeneracy, we obtain

9E,, [ K2 \*?
T I;F (2m a2> + (ks Tamn)”

1/2

for the initial electronic temperature just after the excitation by the pump pulse.!

L As an example, if we consider a sodium nanoparticle consisting of N = 138 electrons, we obtain with
(6.4) an initial temperature of approximately 2400 K after the excitation by the pump laser field.
This is consistent with the result of 2000 K obtained in Ref. 67 using a two-temperature model (see
Fig. 3a in Ref. 67).
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Figure 6.1: Differential transmission A7 /7 as a function of the probe energy fuw for
increasing temperatures, resulting from increasing pump intensities and a
fixed delay between pump and probe (or by decreasing the time delay at a
fixed pump intensity). The presented results are for a sodium nanoparticle
with a radius ¢ = 2nm.

In Fig. 6.1, we present the differential transmission of (6.2) for a sodium nanoparticle
of radius @ = 2nm, which has a strong surface plasmon resonance around hwg,(T =
300K) ~ 3.37eV according to our semiclassical calculations. From (6.4), the resonant
absorption of one photon heats the electronic system to a temperature of approximately
900 K. We see that as the temperature of the electronic system increases, A7 /7 becomes
more and more pronounced since both, the linewidth and the redshift of the resonance
frequency in (6.1) increase with temperature. Similar results are observed in experiments
[61-65], where the amplitude of A7 /7 is observed to decrease as a function of the time
delay between the pump and the probe laser fields (see Fig. 6.2). This is accompanied
by the blueshift of the crossing of the differential transmission curves with the zero
line as the time delay increases. This blueshift comes from the fact that, as the time
delay increases, the temperature of the electronic system decreases, and thus the surface
plasmon frequency is shifted to higher energies. This could explain the slowing of the
relaxation process noticed in Ref. 61 when the probe frequency is in the vicinity of
the surface plasmon resonance (see Fig. 1.10). Moreover, the asymmetry of A7 /7T is
observed in the experiments (see Figs. 1.9 and 6.2) and obtained in our calculations.

Our results could provide a possibility to fit the experimental results on metallic
nanoparticles excited by a pump laser field in order to extract the temperature, and
thus could assist in analyzing the relaxation process. The possibility of fitting the dif-
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Figure 6.2: Measured differential transmission as a function of the probe energy for
increasing delay times between the pump and the probe pulses for copper
nanoparticles with a radius ¢ = 5nm. (Reproduced from Ref. 63).

ferential transmission using a well-defined temperature would allow to determine the
thermalization time following the pump laser excitation and the surface plasmon de-
cay. This initial period is very difficult to describe theoretically given its nonequilibrium
character.? In the timescale of picoseconds, the two-temperature model, in which the
electrons and lattice vibrations (phonons) are considered as two interacting systems at
different temperatures, can be used. From the time dependence of the electron tem-
perature, important informations can be extracted, like the electron-phonon coupling
strength [63].

2A useful tool to describe nonequilibrium phenomena is however Keldysh’s formalism. See, e.g.,
Ref. 106.
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Chapter 7

Double plasmon excitation and
ionization in metallic clusters

Ce qui n'est pas, c'est ce qui ne
pouvait étre.

(André Gide, 1869-1951, in
Journal)

In this chapter we address the lifetime of the second collective excitation level in metallic
nanoparticles. This second excited level will be called “double plasmon” in the sequel.
Although there is no clear direct experimental observation of a double plasmon in metal-
lic clusters, the development of femtosecond spectroscopy will certainly allow for detailed
studies in the near future. Recent experiments observed the ionization of the charged
cluster Nagy by a femtosecond laser pulse and claimed it was a consequence of the ex-
citation of the second plasmon state [72]. However, the analysis of the distribution of
photoelectrons yielded a thermal distribution and therefore the relevance of the double
plasmon for this experiment is not yet settled [73]. On the other hand, it is clear that a
strong-enough laser pulse will excite the second collective state (see Appendix A). Such
an excitation will be a well-defined resonance only if its linewidth is small compared
with other scales of the photoabsorption spectrum (like for instance wyy).

Second collective excitations have been widely analyzed in the context of giant dipolar
resonances in nuclei [6,7,107,108]. The anharmonicities were found to be relatively small,
making it possible to observe this resonance [109]. The theoretical tools developed
in nuclear physics have been adapted to the study of the double plasmon in metallic
clusters [110,111]. In particular, a variational approach [111] showed that the difference
between the energy of the double plasmon and 2hwy decreases as N~%/2 with the size of
the nanoparticle. In our calculations, we will assume that the double-plasmon energy is
exactly twice the Mie energy.

For most of the clusters of experimental interest, 2hwy; > W > hwy, where W is the
work function. Ionization then appears as an additional decay channel of the double
plasmon that adds to the Landau damping, while it is not possible if only the single
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plasmon is excited.!

In the remaining of this chapter, we will neglect the spill-out effect that redshifts the
frequency of the surface plasmon from the classical Mie value according to (1.7). As
it was previously the case for instance in our derivation of the single surface plasmon
linewidth in Chapter 4, the spill-out correction to the Mie frequency yields higher-
order terms for the double plasmon linewidth that we can neglect consistently with our
semiclassical expansions. Thus, we will approximate wy; by wy. Furthermore, we will
restrict ourselves to zero temperature.

7.1 Second plasmon decay: Landau damping

In this section, we consider processes which do not lead to ionization, that is, the final
particle energies verify ¢, < Vi = ep +W. A sufficiently strong laser excitation gives rise
to a non-negligible occupation probability of the second harmonic oscillator state |2) (see
Appendix A). The second plasmon state can then decay by two distinct Landau damping
processes (see the sketch of Fig. 7.1). A first-order process, with a rate yo_1, results
from the transition of |2) (double plasmon) into |1) (single plasmon). The corresponding
matrix element of the perturbation H, between these two states is a factor of V2 larger
than the one worked out in Chapter 4, and then ,_,; = 27 [where 7 is the single-plasmon
linewidth given by (4.2) and calculated under certain approximations in Chapter 4].
Thus, the contribution of the first-order process to the linewidth is just twice the value
found for the single plasmon, and shows the same nonmonotonic features superposed to
a 1/a size-dependence.

The other mechanism one has to take into account is the second-order process, where
the double plasmon decays directly into the center-of-mass ground state. It is shown by
the dashed arrow in Fig. 7.1. This is possible provided that V > 2Awy. In order to
simplify the calculation we assume, for the remainder of this section, that V{j — co. At
zero temperature, the corresponding linewidth ~,_,¢ is given by the Fermi golden rule in
second order perturbation theory (see Appendix D, Eq. D.9, and Ref. 71):

2
2m (0, Frat| He|1, Fg) (1, Fro| Hel2, Tre)
P00 = Z hwy + €1, — e
M Irel Fly

0(2hwn + €1,y — ERy)- (T1)

Frcl F’

rel

Here we have used the same notations as in Sec. 3.1.1. Making explicit the perturbation
H. of (2.35) and restricting ourselves to the random phase approximation which allows
only one particle-one hole transitions [54], we obtain at zero temperature

Am
T2-0 = 3 Z | Kpn) 8 (2hwnt — €, + €4), (7.2)
ph
with i
=AY —0 7.3
ooy e 73

YHowever, for fwy > W, the ionization through a single-plasmon process is a relevant channel [112].
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Figure 7.1: Sketch of the decay of the double plasmon state. The first-order decay
mechanisms are indicated by solid arrows (rates y2_; and 7;_), while the
second-order process is shown by a dashed arrow (rate y2_.0).

In (7.2) and (7.3), p and h denote particle and hole states, respectively. The sum over
i in (7.3) runs over all the virtual intermediate states. We use the same notations as
in Chapter 4 and replace the sums over particle and hole states by integrals over the
energy with the appropriate density of states, which is approximated by its semiclassical
counterpart (4.35).

As in the case of the single plasmon, we work in the limit /, > 1 in order to find
the smooth size-dependent contribution 79 _, (and the corresponding th). Using the
expression of the matrix elements d,g (see Eqgs. 4.8, 4.10 and 4.27), the dipole selection
rules, and the smooth part of the semiclassical density of states (4.36), we have

FMUM ’ mpm mpm
th = <—) (kpa)?’ | /€p5h6mpmh Alpfp+ﬁAlpillz;,,Ilp+1 (?7p, nh)<5lhlp + 6lh,lp+2) (74)
AT A Dy (s 0) B, + Ggy-2)]

Here, we have defined the integral

i 2 - 1 2 .
nr2 o (Eng —nF 4 nd) [(0F —n2)(nF — nw?)]
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with 9 = ka, np = kra, and & = hwy/ep.

By inserting the semiclassical oscillating density of states (4.37) in the expression of
K, (7.3), we obtain a negligible contribution K}, since one has to integrate smooth
energy-dependent functions multiplied by the oscﬂlatlng density of states gi*(e;) of the
intermediate states in the well.

Inserting (7.4) into expression (7.2), replacing the sum over [, by an integral, we find

324 [ hw V128
”Y(QJHO 5 h < M) €F (kFa)4/ d77p Tlp (7-6)
™ np max (1,7/26)

2
X/O dl 21 \/np _l2\/77h Ilp npanh)} ’

where a factor of 2 accounts for the spin degeneracy. We have introduced 7, = (771%
2n3€)Y/2. With the change of variables z = n2/ng, y = [2/n}, and « = n? /i, we obtain

0 81 th 6 ep 1+2¢ z—2€ )
Yoo = ( - > ( 4/ dZ/ dyvz—y/z —y — 26 J*(y, 2, €),
0

107h kra)” Jmax (1,2¢) (7.7)
7.7

2,8) = h T VE=Y
Hoz8= [ (78)

The integral J possesses three singularities. This comes from the fact that, to evaluate
K,n, we have approximated the discrete sum over intermediate states ¢ by an integral
over the energy ¢;. However, in (7.3), i must be different from a particle (p) or a hole
(h) state. The divergences occurs for

with

r=z—§ & g =¢,— hwy, (7.9a)
rT=2z & & =&, (7.9b)
r=2z—-2 & g =c¢p. (7.9¢)

The function J is therefore dominated by those divergences. Changing the variable x to
' =x — z+4&, we obtain by expanding the integral around the three singularities

J(y, 2,6 ~ \/—/ m/m —2} (7.10)

4¢3 {
which can be rewritten, introducing the appropriate cutoffs a¢ and a_¢, as

+00 +oo
J(y,%é):%[x/z—y da —Vz—y —2/ da]

2
ag/2 @ —e/2 @

:é(Vz_y_\/z_y_%). (7.11)

Oég O./_f
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Figure 7.2: Sketch of the region of integration over the intermediate state of energy ;.
The width of the forbidden region (shown in gray) is taken as the mean
level spacing in the system. ¢ is the energy of the quantum level just above
€; = €p which determines the cutoff a.

Let us now detail the estimation of the cutoff a¢ at €; = €,: With our notations, it is
given by
el —e¢
Qe = -t P (712)
EF
where €2 is the allowed energy of the (discrete) state i just after the divergence point for
which ¢; = ¢, (see Fig. 7.2). Using the semiclassical quantization in the infinite spherical

well?

l
ka = g +nm (7.13)
with n a positive integer, we obtain
1 > —1 > +41
e = -~ G p)ﬂ—l—(n?—np)ﬂl {—<’+p)ﬁ+(n?+np)7r . (7.14)

Now, the dipole selection rules dictate that {* =1, + 1. If {* =1, +1 (I* =1, — 1), the

next allowed quantum level just after the state p has n? = n, (n? = n, + 1). Thus, in

21t is obtained by expanding the spherical Bessel function j;(ka) for ka > 1.
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the limit kpa > 1, we finally obtain

™z
= , 7.15
Qg kra ( )

A similar calculation yields the cutoff

0= TVETR (7.16)
kFCL

for the divergence at ¢; = 5. Thus, we get for (7.11)

Iy, 7€) ~ O (\/Z;y = ﬂ) . (7.17)

m€d 2 — 2

With this result, we finally obtain for the Landau damping rate of the second-order

decay process (7.7)
81 € huwn
0 F
~ h 7.18
T2-0 107(3h (k;Fa)2 < EF > ' ( )

where the function h of the parameter £ = hwyy/er is defined as

e = [ o o / ey % (\/Ty - Z‘y‘%>2. (7.19)

max (1,2€ zZ — 25

When the remaining two-dimensional integral is evaluated numerically we obtain an
increasing function of the parameter £, with ~(0) = 0 as shown in Fig. 7.3. This function
has the asymptotic limit limgs; h(€) = co. We see that when the double-plasmon state
is too high in energy, the linewidth diverges to infinity and this resonance is no longer
well-defined (the double-plasmon state has a lifetime equal to zero in this condition).

The total linewidth of the Landau damped second plasmon is the sum of the first-
and second-order processes: Yap = Y21 + Y20 (see Fig. 7.1). The different (smooth)
size dependence of both processes [vp/a for the former and (kpa) 'vr/a for the latter]
implies that, except for the smallest clusters, the second-order process gives a negligible
contribution to the linewidth of the double plasmon (in comparison with that of the first
order). We might ask the question of whether the inclusion of the oscillating components
of both linewidths can affect the above conclusion in this range of particle sizes. An
extension of the calculations presented in Chapter 4 shows that the oscillating part of
the second-order channel of the double plasmon is given by

osc €F
Yoo W COS (2kpa) (720)

As indicated before, 79%, is given by twice the result of (4.69), therefore these nonmono-
tonic contributions cannot lead to a significant modification of our conclusion about the

irrelevance of the second-order term for the sizes of physical interest. We also notice
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Figure 7.3: Frequency dependence of the double-plasmon Landau damping rate, given
by the function h of Awy/er.

that vap < wwm, since for typical nanoparticles, ep ~ hwy and kpa > 1. Therefore,
the Landau damping is not capable of ruling out the second plasmon as a well-defined
resonance.

The lifetime of the second plasmon for the Landau damping processes is simply fyd’pl.
To determine the time it takes for the doubly excited state of the center-of-mass system
to return to its ground state, we also have to take into account the decay of the first
plasmon into the ground-state v;_o. If we assume that the recombination of particle-
hole pairs (created by the decay of the double plasmon into the single plasmon) is very
fast as compared to other timescales, we have v, o = . Due to the fact that lifetimes
are additive, we have for this sequential decay a lifetime 75 .1 .o = 3/27.

7.2 Second plasmon decay and ionization

We now examine the last decay channel of the second plasmon state: the relaxation of
this collective excitation by ejecting an electron from the nanoparticle (ionization, see
Fig. 7.4). We now need to determine the particle and hole states in the self-consistent
field V' (r) = Vy©O(r —a) which has a finite height Vj, since the ionization process requires
an appropriate treatment of the states of the continuum. For simplicity, we will neglect
the Coulomb tail seen for r > a by electrons with an energy ¢, > V4.

In order to determine the particle and hole states, we close the system into a spherical
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Figure 7.4: Scheme of the ionization process of the double-plasmon state which decays
by creating a particle-hole pair of energy 2Awy, via the intermediate state
|i). Since the energy of the particle is such that ¢, > Vj, ionization occurs.

box of radius L > a to quantize the states above the well and take the limit of L. — oo
at the end of our calculations. Obviously we need to do some approximations in order to
simplify this difficult problem. First, in the high energy limit, we assume that kr > 1,
and then use the asymptotic expansions of the quantum mechanical single-particle states
inside and outside the well. Even though this approximation strongly affects the wave
functions near r = 0, its impact on the dipole matrix elements is very small.> Second,
for the states with energy ¢ < V{), we neglect the exponential decay of the wave function
for » > a. Finally, in the spirit of the scattering theory, we use a simplified expression
for the normalization of the free states above the well. The above assumptions result in
the following radial wave functions inside the well (¢ < Vj)

2 .
S (r) ~ \/gsm(kr —1Ir/2), r<a, (7.21)

el
0, r > a.

The wavevector k = /2m.e/h is given by the quantization condition ka = Ir/2 + nm,

3As a test of consistency, we checked that this approximation leads in the case of the single plasmon
to a linewidth at T' = 0 given by (4.59) for fiwn/erp = 0. For fiwn/er # 0, we obtain a slightly
different frequency-dependence, but with the same decreasing features.
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with n a non-negative integer. For energies ¢ > 1, we have

U

> (1) 2 {al(k;)A(k) sin (kr —In/2), r < a, (7.22)

! L | sin[k(r — L)], r> a,

with £ = \/k% — 2m.Vy/h2. We have introduced the notations

a;(k) = sign { Sin([]:;a__lﬂl;g } : (7.23)

A(k) = \/sin2 [k(a — L) + <g>2 cos? [k(a — L)]. (7.24)

The ionization rate of the double-plasmon state ;o is given by (7.2) in the case where
the final particle states p of the sum are in the continuum. Since the effective (second-
order) matrix element K, (7.3) is given by a sum over intermediate states |i), we now
have contributions from cases where the energy of |i) lies either in the well or in the
continuum.

When 7 represents a state in the well, using the angular momentum selection rules,
we can write in the limit k7 > 1 the radial part of the matrix elements (4.8) as

(-1

R, (€i,6n) = Tghaéli,lh:tl; (7.25)
and
a oy (k,)A(k sin (Ak,;a
R (ep€i) = :I:\/;%pi(p) [cos (Akya) — ﬁ] Ol 115 (7.26)

where Ak, = ko — kg (o, 5 = p, h,1).
When i represents a state in the continuum, R, (¢;, €,) can be obtained by exchanging
(p <> i) and (i <> h) in (7.26). For the remaining case, we have

a oy (k'p)O[l +1(kiz)A(k’p)A(k’Z) sin (Akma)
Rii;(€ps €i) = —— - cos (Akpia) — ————=| 01,41
P L Akm P Ak‘pia
+ B(kp, ki), 1,41, (7.27)
where

2
Bk, ki) = “f{ cos (AkpiL) — sin (AkpL)ci(| Akiyla)
+ Akyia| cos (Akpy; L)sign(Ak,y, )si(|Akpy|a)] }, (7.28)

with si(z) and ci(z) the sine and cosine integral functions [113].
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Chapter 7 Double plasmon excitation and ionization in metallic clusters

The semiclassical [-fixed smooth density of states can be approximated by

N Ve

0(c) b (ka) ’
T 2meg | V/(KL)2 — (1 +1/2)?
(ra)? ’

e <V,

(7.29)

e >V,

with g9 = h?/2mea’.

There is an obvious divergence that occurs in the sum of (7.3) for ¢; = ¢, as it
can be seen on the matrix element (7.25). However, a careful analysis shows that the
contribution around that divergence vanishes because of the alternating sign when one
integrates over n;. For ¢; = ¢, there is no divergence in (7.27). Therefore the dominant
contribution to K, is given by the divergence of the term 1/(fuwy —¢€; +¢5) that occurs
for £; < V in the regime we are interested in (hwy < W < 2hwy). We then have for
the ionization rate

41 d ‘d‘h d 'd‘h
ion ~ 2N — L b J 0(2hwn — €y +€1), 7.30
! h;;)i;/oh‘”M_SiJrghth—sﬂrgh (Pt =&y ) (7.:30)

h<ep

where the factor of 2 accounts for the two spin channels and the d,g are given by (4.8)
with the approximations (7.25) and (7.26) for the radial matrix elements. Furthermore,
we can distinguish in the above equation two contributions: off-diagonal terms (i # j)
which have divergences of the principal value type and that we neglect here, and diagonal
terms (i = j) yielding divergences which determine ~,,. We smooth out the energy ¢;
appearing in the denominator by introducing an imaginary part of the order of the mean
level-spacing

37r53/ 2

Vhwy + €y,

at an energy hwy + 5. A is just the inverse of the Weyl density of states taken at the
above-mentioned energy. This standard procedure of smoothing the divergences is of
critical importance, and that is why in Ref. 71 the final result is presented as a function
of A. Summing over [; and m;, the remaining sum over the radial quantum numbers n;
can be done in the following way. Defining

X=> ! (7.32)

(th — &; -+ 5h)2

A = (7.31)

and -
M+ Eh
= 7.33
o 7T2€0 ’ ( )
and using the quantization
li 2
Ei — &0 (771- -+ nﬂr) s (734)
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7.2 Second plasmon decay and ionization

we have

X = IQZ ! ert (7.35)

mieg o [(nz —n; )(ni —n; )}2

In the above equation, we have defined n}” = —I;/2 + \/z and n; = —1;/2 — \/z. Since
n; has to be positive, n, < 0 cannot be a singularity. Thus we have

1 1 1
X = . 7.36
P = P o (P 70

n; v g

Now, using the definitions of n;t and z, replacing the sum over n; by an integral and
introducing the imaginary part A, we obtain

1 1 oo d
~ / e (7.37)
dm?eg hom +en J oo (y —ny —1A)(y —ni +14A)

with A = A/n%ey. Performing the remaining integral in the complex plane, we finally
obtain

1 s 1
N —— 7.38
nzi|h1ﬂM—€i+€h+iA|2 4Ahﬂ)M+£h ( )

Inserting the result (7.38) into (7.30), we arrive at

de,

7.39
T 120AN2L s (Vo 2hry) A (7.:39)

Yion =

ra(hen)’ oy [ g e

[A(k,)]?
(Bt + en) (VIon + e — vEn) (/B — Vom T en)

X

with €5, = ¢, — 2hw.
Taking the limit of L. — oo, we finally obtain

3T UF

o] (7.0

Yion = T~

where £ = hwy/er and ( = W/ep. The function ¢ of the two variables ¢ and ( is defined

as
) §>6 e 2 1-QVE-X
Q(£7C) (2 /max(%,l-i-C) ZZ\/(Z—€>(2—1_C>
1

NN RN

Since our approach is valid when hwy < W < 2wy, the function ¢(&, €) is defined for
¢ < ¢ < 2. It can be integrated numerically. The result is shown in Fig. 7.5. The
function ¢(&, () is not very sensitive to the value of (/¢ = W/hwy in the presented

(7.41)
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Chapter 7 Double plasmon excitation and ionization in metallic clusters
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Figure 7.5: Function ¢(&, ¢) from (7.41). It is represented as a function of ¢ for different
values of (/£, with ( = W /ep.

interval. However, it vanishes at the upper limit W = 2hwy, since in this case particle
states cannot be in the continuum and o, = 0.

The size scaling of 7,0, is mainly given by a 1/a-dependence of the prefactor (Fig. 7.6),
despite the fact that the work function W appearing in the parameter ( is size dependent
and scales (for a neutral cluster) as [103] W = W, + 3¢*/8a where W, is the work
function of the bulk material.

Using the work function W = 4.65eV and the experimental value of Awy = 2.75eV
for the charged Nag, clusters of Refs. 72 and 73, Eq. 7.40 yields hyin =~ 0.1eV, which
corresponds to an ionization lifetime of the second plasmon of 6.6fs. This value is
of the same order of magnitude as the experimentally reported lifetime of 10fs. It is
also in rough agreement with the estimation yielded by the numerical calculations of
Ref. 71 based on a separable residual interaction (10 to 20fs). Therefore, despite the
approximations we have been forced to make in our analytical calculations, we believe
that we kept the essential ingredients of this complicated problem. The lifetimes obtained
by the different procedures consistently establish the second plasmon as a well-defined
resonance in metallic clusters, at least in charged ones where the work function is larger
than for the case of neutral nanoparticles. While the numerical calculations of Ref. 71
have been performed for just one size, our results exhibit a clear size dependence that
can be tested in future experiments.
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Figure 7.6: Ionization linewidth of the second plasmon state as a function of the
nanoparticle radius for singly charged Na clusters. Square: experimental
value for Nag, taken from Refs. 72,73. We have assumed a constant work
function W = 4.65eV and took the experimental surface plasmon frequency
of 2.75¢eV for wyr.

7.3 Conclusion for Chapter 7

In this chapter, the physical relevance of the second surface plasmon collective state
has been analyzed in terms of different decay channels: Landau damping and particle
ionization. For the Landau damping, we have shown that there exist two decay mecha-
nisms: the decay of the second collective state to the first one, a process whose associated
linewidth scales as 1/a with superimposed size-oscillations, and the direct decay to the
collective ground state leading to an additional linewidth scaling as 1/a®. The latter is
therefore negligible compared to the first-order decay process. The linewidth associated
with the ionization of the nanoparticle has been shown, by means of a semiclassical
expansion, to scale with the inverse size of the cluster. In this case, the delocalized
self-consistent states play a crucial role, and make the calculations more involved.

We have shown that both processes, Landau damping and particle ionization, are
relevant, but they do not preclude the existence of the resonance. The comparison
of our semiclassical calculation with the existing numerical and experimental results is
reasonably good, despite the various approximations of our model.

Our theoretical results concerning the different decay mechanisms of the second col-
lective excitation of metallic clusters should be important for the analysis of the electron
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Chapter 7 Double plasmon excitation and ionization in metallic clusters

dynamics following short and strong laser excitations. Indeed, a sufficiently strong ex-
citation could lead to a non-negligible occupation probability of the second collective
state. It could then be necessary to take it into account when discussing the dynamics
of the surface plasmon excitation.
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Chapter 8

Surface plasmon linewidth with an
inhomogeneous dielectric environment

Notre esprit est fait d'un
désordre, plus un besoin de
mettre en ordre.

(Paul Valéry, 1871-1945, in
Mauvaises Pensées et autres)

In this chapter, we go back to the problem of the single surface plasmon lifetime in the
experimentally relevant case of noble-metal nanoparticles embedded in a surrounding
matrix. In those nanoparticles, the screening of the s-electrons by the d-electrons can be
modeled by a dielectric constant €4, and the dielectric matrix by a constant €,,. The two
dielectric constants affect the classical Mie frequency wy according to (1.5). However,
a generalization of the derivation of Chapter 4 shows that, as long as we work with the
hypothesis of a steep potential (4.5), the smooth part of v at zero temperature is still
given by

SUF R
T =0) ="+ 1
P =0) = (), 8.1)

go being defined in (4.57). For a silver nanoparticle (eq ~ 3.7) embedded in an argon
matrix (e, ~ 1.7) [114], using (8.1) yields a value of v about three times larger than the
TDLDA calculations [80,81], themselves in good agreement with existing experiments
[115] (see Fig. 8.1). This discrepancy quoted by Molina et al. in Refs. 80 and 81 makes
the more systematic study of the dependence of the plasmon lifetime on €5 and €,
presented in this chapter necessary. In the sequel of this chapter, we show that this
discrepancy can be understood regarding the details of the mean-field self-consistent
potential that has been approximated by a step-like function in Chapter 4.

In Fig. 8.2 we present the surface plasmon linewidth obtained from TDLDA calcula-
tions for several particle sizes between N = 138 and 1760, taking ¢4 = 4 and €, = 2 and
the electron density of silver (rg = 3.03ag). As in the case of Fig. 4.4, we see that for
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Figure 8.1: Linewidth at zero temperature as a function of the radius (in units of the
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Bohr radius ag) for silver nanoparticles in an argon matrix calculated within
TDLDA (full circles) together with the experimental results of Ref. 115
(empty squares). The dotted line through the numerical points is a guide-
to-the-eye. The dashed and the solid lines represent, respectively, hAy" and
hy = h(7° 4+ 7°%) according to (4.59) and (4.69) (with a reduction factor
of 3 as discussed in the text). Inset: TDLDA absorption cross section (in
logarithmic scale) for Agyy (@ = 2.2ag), showing the pronounced surface
plasmon resonance, fitted by a Lorentzian (dotted line). The many-body
states are indicated by tick marks and their oscillation strengths given by
the height of the vertical lines. (Reproduced from Ref. 81.)
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Figure 8.2: Surface plasmon linewidth from the TDLDA as a function of the inverse
radius for the example of ¢4 = 4 and €, = 2 (dots). The straight line is a
linear fit 1y® = C/(a/ag) with C' = 3.21eV. In the figure, ry = 3.03 ao.

relatively large radii the linewidth can be approximated by

iy = ¢ (8.2)

" a/ag

while for smaller radii a, superimposed oscillations become noticeable. As shown in
Figs. 8.3 and 8.4 when plotting the coefficients C' as a function of ¢4 and €,,, we see that
the numerical results are at odds with the simple prediction of (8.1) (upward continuous
curves).

The increase of 7° with eq and €, in the latter case arises from the fact that the
function go is increasing with ep/hwy and the Mie frequency wy = wy/veq + 26y is
redshifted when €4 or €, is increasing. Calculations performed for the electronic density
of sodium (ry = 3.93 ag) give the same kind of discrepancy between (8.1) and TDLDA
results, as shown in Fig. 8.4. The discrepancy in Fig. 8.3 for ¢ = €, = 1 between (8.1)
and the TDLDA is due to the uncertainty of the fitting procedure. For ry = 3.93 aq (see
Fig. 8.4), both points are in good agreement.

The discrepancy between the numerics and (8.1) shows that a direct application of the
analytical approach presented in Chapter 4 does not reproduce the TDLDA results. As
we will see in the following, the discrepancy is caused by approximating the electronic
self-consistent potential by a square well.

The LDA calculations show that the shape of the self-consistent potential is modified
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Chapter 8 Surface plasmon linewidth with an inhomogeneous dielectric environment

€m

Figure 8.3: Prefactor C' of the smooth 1/a size-dependent component of the surface
plasmon linewidth h4° as a function of €, for ¢; between 1 and 4. The
crosses connected by straight lines (guide-to-the-eye) represent the TDLDA
calculations, while the increasing curves in the upper part of the figure
depict the analytical expression (8.1). The thin dotted line is for eq = €.
The results presented in the figure are for the electronic density of silver
(rs = 3.03agp).

when one increases the dielectric constants e¢q or €,. In Fig. 8.5 we present the self-
consistent potential of a nanoparticle consisting of N = 832 atoms (ry = 3.03aq) for
various values of € = €4 = €,,. This choice does not correspond to a physical realization,
but it is useful for the interpretation of the analytical work, as it merely represents a
renormalization of the electronic charge. The main effect of increasing € is the decrease
of the slope of the potential near the boundary r = a. This indicates that our ap-
proximation of a square-well potential becomes less valid as the dielectric constant is
increased. The dependence of 7° on ¢ in this case is obtained by moving along the (thin
dotted) line €4 = €, in Figs. 8.3 and 8.4.

In the following we refine the calculation of the radial dipole matrix element (4.17)
in order to take into account the behavior of the slope of the self-consistent potential.
The finite value of the slope of the self-consistent potential is often ignored. But here, it
is necessary to go beyond the hypothesis of infinitely steep potential walls (see Eq. 4.5)
in order to make progress. As it can be seen from (4.17), the dipole matrix element is
proportional to the matrix element of the derivative of the potential V' with respect to r.
In the sequel, we show that below a certain value, the dipole matrix element is directly
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8.1 Surface plasmon linewidth with a soft self-consistent potential

€m

Figure 8.4: Same as in Fig. 8.3 for the electronic density of sodium (rs = 3.93 ag).

proportional to the slope of the self-consistent potential near the interface and estimate
the slope from a simple Thomas-Fermi model. Since the linewidth is proportional to the
square of the dipole matrix element, we see that v decreases with the slope, and thus
with the increase of the dielectric constant.

8.1 Surface plasmon linewidth with a soft
self-consistent potential

In all the forthcoming derivations, we restrict ourselves to zero temperature. In order to
improve our understanding of the role of a dielectric mismatch to the surface plasmon
linewidth, we now need to come back to the evaluation of the surface plasmon linewidth
at T'= 0,

21
7= S Ady (Bt — 2+ ), (8.3)

ph

without making the approximation of an infinitely steep well for the self-consistent po-
tential. In (8.3), p and h denote particle and hole states, respectively. A simplified way
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0

V(r) (eV)

_10 1 | 1 | 1 |

r/ag

Figure 8.5: Self-consistent potential as a function of the radial coordinate (in units of
the Bohr radius ag) from the LDA calculations for a 832-atom nanoparticle
with mean distance between electrons ry = 3.03 ag, corresponding to a =~
28.5ag. The different curves are for € = ¢4 = €, between 1 and 4, showing
that the slope of the potential decreases with increasing values of €. The
corresponding Fermi levels are indicated by horizontal lines.

of taking into account the noninfinite slope of V(r) is to change (4.5) by

( ds
0, O<r<a—§,
ds ds ds
Viry)=<gs|r—a——)+W, a—5<r<a+ -, (8.4)
2 2 2
ds
Vo, T>a+5,

where the distance dg on which the slope s = V{/ds is nonvanishing is assumed to be
small as compared to the nanoparticle radius a. We first need an approximation for the
dipole matrix element between particle and hole states in that potential. As explained
in the following section, this can be done semiclassically using the limit in which particle
and hole states are close in energy:

ep—€n  hwwm

= 1. 8.5
- o < (8.5)

This semiclassical approximation relates the dipole matrix element to the Fourier com-
ponents of the classical trajectory in the one-dimensional effective potential V;*(r) given
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8.1 Surface plasmon linewidth with a soft self-consistent potential
in (C.7).

8.1.1 Semiclassical dipole matrix element with spherical symmetry

In this section we focus on the semiclassical evaluation of the dipole matrix element
for the case of a spherically symmetric system, and extend the well-known result which
relates in the one-dimensional case the dipole matrix element to the Fourier components
of the classical motion of the particle [116,117].

The spherical symmetry permits us to separate the dipole matrix element
(nlm|z|n'I'm’) into two parts: an angular part A7™ given in (4.10) and a radial part

RZ;/ - / dT Unl(T)* run/l/(’l")’ (86)
0

where the radial wave functions u,(r) satisfy the reduced Schrédinger equation (4.7).
Here, n denotes the radial quantum number. According to (4.13), and expressing the
conjugated momentum to r as p, = —ihd/dr, we have

RY = h—2 /OO dr u (r)iu (r) (8.7)
" me(enr —em) Jo P g '

Next, we restrict ourselves to the classical region in the effective potential V¥ (r) given
in (C.7) between the two turning points (r_,r,) and use the WKB approximation to
express the radial wave functions as (see Eq. B.27 in Appendix B)

2 cos {1/h/rr dr’\/Zme [Enl — Weﬁ(r’)] _ 7],/4}
lr) = VA2 [ — V()] fme |

In (8.8), 7; is the period of the periodic orbit trajectory at energy &, in the effective
potential VT (r). In order to pursue the evaluation of (8.7), we need to evaluate the
derivative of (8.8) with respect to r. In the high energy limit (£,; > |V/**]), we obtain
to leading order in A

(8.8)

d

~ 1/4
drunl(’l“) ~

{ng [€nz - Vfﬁ(rﬂ} sin [%Sl(r_, T En) — il , (8.9)

2
NG 4

where we have defined

Si(r_,rien) = /T dr’\/Qme len — ViEE (). (8.10)

We now assume that [ ~ [’ (this is justified because the dipole selection rules dictate
that I’ = [+ 1 and we are looking at the high energy limit) and that the energies involved
in the dipole matrix element are sufficiently close to each other, i.e., both trajectories
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Chapter 8 Surface plasmon linewidth with an inhomogeneous dielectric environment

at the energies ¢,; and &,/ have the same classically allowed region. Inserting (8.8) and
(8.9) into (8.7), we thus obtain

R”/ o 2h /T+ ar 4 sin Sl’ (7”, r_; 6n’l’) — Sl(’)“7 r_; Enl)
T T(enr — ) Jyr h

Sy (ryr—;enw) + Si(r,r_; gnl):| }

- (8.11)

+ sin [
In the above equation, we neglect the last term since it is highly oscillating (in the limit
“h — 07). Moreover, we have for [ ~ " and &,; ~ e,/
05
Sp(ryr_sepy) — Si(r,r_;em) = a—(an/y —&nl)- (8.12)
Enl
Note that 0S5;/0e,; = t;(r,e,) is the time it takes to the particle to go from r_ to r
with the energy e, in the effective potential V,°T(r). Next, we use the semiclassical
quantization condition (see Appendix B)

Ve Uy
Sl(Enl) = 27h (TL —+ Z + 5) , (813)

where v, and 1, are the number of conjugated and reflection points in the effective radial
potential, respectively. It yields

0o _ 0,405, _ 2rh

— = 8.14
on 851 on T ( )
Thus,
2mhA
Eplll — Epl = T n, (815)
Tl
with An = n' —n. With those approximations, we have for (8.11)
RY, ~ b /7"+ drsin 27rAnﬂ (8.16)
T rAn )’ '
and changing the spatial coordinate r to the time t;, we obtain
, 1 2 t
Integrating by parts, we finally obtain, to leading order in A
;2 [T t
RY = —/ dt r(t) cos (QWAR—), (8.18)
T 0 Tl

where r(t) represents the classical trajectory in the effective potential. Thus we see
that, as in the one-dimensional case, the dipole matrix element is related to the Fourier
transform of the trajectory of the classical motion [116].
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8.1 Surface plasmon linewidth with a soft self-consistent potential

Example of application: Spherical hard wall potential

As a check of consistency, we apply this semiclassical analysis to the hard-wall potential
(of radius a) involved in our evaluation of the surface-plasmon lifetime. This analysis is
only possible in the limit eg > fiwy: The approximation of (8.18) is valid if we assume
that the energy of the particle is close to the one of the hole. This energy difference is,
because of the conservation of energy appearing in the Fermi golden rule (8.3), simply
ﬁwM.

At a given energy e, the periodic trajectory in the effective potential obeys the con-

servation of energy
1, R(l+1/2)*

= _ 1
e = gmer + S (8.19)
ie.,
. 2 R2(1+1/2)2
_ 2| RU+ 127 8.20
’ \/me {6 2mer? ( )

Since we have a periodic motion, the initial position of the particle can be chosen every-
where in the classically allowed region, and we choose r(t = 0) = r_. Using

t T d /
/dt’:/ -, (8.21)
0 r— T

we obtain
1 [me R2(l+1/2)?
= — _— 2__ N 77
t 6\/ 5 &7 1 ) (8.22)
which can be inverted to yield the trajectory
2¢e h2(l 4 1/2)? Tl
)=/ —t*?+ ————  0<t< —. 8.23
r(t) Me 2mee ’ 2 (8:23)

The period of the effective radial motion being 7, = /2meea? — h2(l + 1/2)2 /e, we verify
that r(7/2) = a.

Substituting the above expression of the classical trajectory in (8.18), and integrating
twice by parts, we have

, 1\? /2 2mA
RI, — Tl€2 (_UAnﬂ _ 2 (l+ _) m/ cos (2mrAnt /7)) St
2 (mAn)* me a 2 0o [2et2+ R2(1 4 1/2)%/2¢]

(8.24)
By continuing to integrate by parts, we will obtain an even series in 1/(An), with
g an integer. But, in the semiclassical limit, we are interested in a range of energies
where ep > hwy > A, with A the mean level spacing in the nanoparticle. Making the
expansion in 1/An (proportional to 1/hwy, see Eq. 8.15), we obtain the leading order
term (up to an irrelevant phase factor)

2h? €0

Mea (g, — 55)27

Riniy(€arep) = (8.25)

137



Chapter 8 Surface plasmon linewidth with an inhomogeneous dielectric environment

which agrees with (4.27) in the limit €, ~ 3. We notice that this semiclassical dipole
matrix element leads to the correct result for the smooth part 4° of the single-plasmon
linewidth in the limit ep/hwy — oo of (8.1).

8.1.2 Surface plasmon rate with a slope for the self-consistent field

In this section, we apply the semiclassical calculation of the dipole matrix element de-
picted in Sec. 8.1.1 to the case of the self-consistent potential with a finite slope (8.4).
As a simplifying approximation, we neglect the centrifugal part of the effective poten-
tial VT (r) above r > a — d,/2. With this assumption, valid in the semiclassical limit
kpa > 1, we have

(h2(1+1/2)? ds
N 7 < _ s
St 0<r<a 5
e . ds ds ds
Vlﬁ(r)’: s(r—a—5>+V0, a—5<r<a+5, (8.26)
k%’ r>a+§,

where § = s — h2(1 + 1/2)?/2mds(a — d/2)?. The effective radial potential from (8.26)
is represented in Fig. 8.6.
Integrating the classical equation of motion, we obtain periodic trajectories for ¢ < V;

given by
2(1+1/2
\/_tQ +/)a 0<t<tca
2mee (8.27)
= (2 t)+ ey T
 2me \ 2 2 g 2
with r(t.) = a — ds/2. We can now evaluate the dipole matrix element using the

semiclassical Eq. 8.18, neglecting the acceleration of the particle for r —a + d;/2 — 0~
and approximating § by s (justified for a > d;). An expansion in 1/An (where An is
the difference between the radial quantum number of the particle and of the hole) gives,
up to an irrelevant phase factor,

s 2 B3 ) ot
R i, (€p,€n) __—8h)3 sin (WAnt ) (8.28)

Me T, (gp - c

with 0t = 7,/2 — t. the time spent by the particle in the region where the slope is
nonvanishing.

An estimation of the argument of the sine gives (Awy/A)(ds/a), with A the mean
level spacing. Typical values give fiwyi/A ~ 10* > 1. In the limit of a very large slope,
ds/a tends to zero. Then, the argument of the sine is very small compared to one, and
we recover the semiclassical evaluation of (8.25) with an infinite slope. On the contrary,
if we assume that dy is of the order of the spill-out length I (~ ag, see Chapter 5), the
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Figure 8.6: Sketch of the effective radial potential V,*T(r) from (8.26). We denote by
r_ and 7y the turning points on the left and on the right of the classically
allowed region of the potential, respectively.

argument of the sine is much greater than one. Inserting (8.28) into (8.3), we obtain
with (4.36)

0 282 ep+hwn 2 ) ot
2T S (e (ean) e
" Th2wi Nme /EF €pl —~ toln - (W ntc> ( )
lp,mp,

Averaging the highly oscillating sine (squared) by 1/2 gives for the surface plasmon
linewidth in the limit Aiwy < ep

21 1
o 1 (8.30)

Emewﬁd kpa’

We then see that in the case of a soft self-consistent potential, the surface plasmon
linewidth is proportional to the square of the slope s of that potential. When one
increases the dielectric constant of the medium, the slope decreases (see Fig. 8.5) and
therefore v? decreases. We also notice that the smooth 1/a size dependence of the surface
plasmon linewidth remains valid even for a finite slope.
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Figure 8.7: Sketch of the metallic slab used to determine the slope s of the self-consistent
potential V' in presence of a dielectric mismatch (eq, €y,).

8.2 Steepness of the self-consistent potential with a
dielectric mismatch

In order to estimate the slope of the self-consistent potential, we consider the simpler
geometry of a metallic slab of dielectric constant €4, bounded by two interfaces at x =
+w/2 and with an infinite extension in the (y,z) plane, surrounded by a dielectric
medium with a constant e, (see Fig. 8.7). This geometry allows us to simplify the
problem to an effective one-dimensional system. It can be expected to provide a good
approximation for the shape of the potential near the interface for the sphere geometry.
Indeed, it seems reasonable that the effects of the curvature of the sphere on the potential
are negligible close to the surface.

We make the jellium approximation for the ionic density n;(z) = ni©(w/2 — |z|) and
work within the Thomas-Fermi approach, writing the local energy in the electrostatic
potential ¢(z) as

e =——=—ep(x). (8.31)
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8.2 Steepness of the self-consistent potential with a dielectric mismatch

For the electrons, we assume the Fermi-Dirac distribution

1

f(z,p) = (8.32)
exp {352 — eo(z) - p] b +1
yielding the electronic density (at zero temperature)
ne) = [ &*p f(a.p)
1 Qme 3/2 3/2
N et >
s () e,z —esta) -
07 < —€¢(£E),

with p the chemical potential. The mean-field potential will simply be given by V (z) =
—e@(x). The Thomas-Fermi approach to surfaces is known to have serious shortcomings
[118] (for instance, it predicts a vanishing work function). However, it will be useful
for our estimation of the slope of the mean field seen by the charge carriers. The self-
consistency is achieved through the Poisson equation

4rre W

Lo Z ne(z) —ny], |z| < 3

a2 ) 4ne w (8.34)
_ne(x)v |$| >
€m 2

In the following, we first consider, for pedagogical reason, the case where ¢ = €, = € =
1, i.e., there is neither dielectric mismatch, nor a renormalization of the electronic charge.
In a second part, we consider the case where €4 = €, = €, that is, just a renormalization
of e. Finally, we consider the realistic realization of a dielectric mismatch (eq, €y,).

8.2.1 First case: ¢ =¢,, = e =1

Inserting the electronic density (8.33) into the Poisson equation (8.34) in the case where
both, the dielectric constant characterizing the d-electrons and the dielectric constant
of the matrix are equal to one, we have

3/2
a1 (x) — B, x| <w/2,
o) =1" 3/2( ) =P el </ (8.35)
arp”*(z), |z > w/2.
In the above equation, we have defined
p(z) = p+eg(z), (8.36a)
4e? [ 2mo\*/?
= — ) 8.36b
N3 ( h? ) ’ ( )
By = 4mwe?n;. (8.36¢)
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Chapter 8 Surface plasmon linewidth with an inhomogeneous dielectric environment

Imposing that there are no electrons at = = oo, i.e., lim, ., n.(z) = 07, we have
lim, .. p(z) = 07 according to (8.33), and then lim, .. ¢/'(x) = 0~. Thus there is
no electric field far away from the metallic slab. Furthermore, by imposing the charge
neutrality of the system slab plus matrix, we have ¢'(0) = 0.

Integrating once (8.35), we obtain with the boundary conditions just exposed

_ % [05/2(x) — /2] = 261 [p(x) — p], o] < w/2,
H(x) = (8.37)
40./1

The continuity of the electrical field at * = w/2 translates with our notations into
¢'(w™/2) = ¢'(w'/2), which allows to obtain

r(w dar 5 200 39 "

With the definitions (8.36), we have for the slope of the self-consistent field V(z) at the

boundary
5/4

oo e (2me 3/4u5/4 L2 (8.39)
V15m \ A2 5 \er ’ '

where ef is the Fermi energy of the free electron gas.

8.2.2 Second case: ¢4 =¢, =€ # 1

The calculations in this case are similar to the ones in the preceding section, up to a
replacement of the constants a; and (1 by o = ay1/€e and (. = 31/e. We thus obtain

5/4
4 9 3/4  5/4 9 3/2
s= o (e} A 2K . (8.40)
N A 172 5 \ ep
The chemical potential is fixed by the consistency condition

du w
_ = —. 41
meZn 1_2<L>3/2 3/2 2 (8.41)
R ()T -~ w-)

This consistency equation is obtained by integrating twice the Poisson equation between
0 and w/2. If we do not have any dielectric constant (i.e., ¢ = 1), the same equation
is obtained but without the prefactor y/e. The integral in (8.41) is clearly dominated
by its prefactor. Then, assuming that the integral appearing in this equation does not
change appreciably when we have a dielectric constant, we find the scaling p ~ p; /e
with g the chemical potential in the case where ¢ = 1. Thus, we obtain for (8.40)

e o\ 34 ”?/4 9 " 3/27°/4
= ° 1— ——= | — ) 8.42
S Tor ( 72 ) 74 5¢3/2 (€F> ( )
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8.3 Surface plasmon linewidth with a dielectric mismatch

Therefore, we see with (8.42) that the slope at the interface is decreasing with increasing
values of the dielectric constant €, a feature confirmed by our LDA calculations (see
Fig. 8.5).

8.2.3 Third case: ¢4 # ¢,

In the case where we have a dielectric mismatch between the metallic slab and the
environment, the continuity of the normal component of the displacement field D gives

the condition N
w- w
€dg01 (7> = EmQOI (7) (843)

Perturbatively, in the limit |eq — €,| — 0, we obtain
o Ao omy \ ¥4 Mi)/z; . 9 " 3/2
157 \ K2 61111/263/4 563/2 .
3/2 3/2
— e 2
SR @I pamily (o B R , (8.44)
2632 \ ep 532 \ ep
d d
with the scaling u &~ p1/€eq, which can be justified in the same manner as for the case
of a single dielectric constant. The only difference is that in the case of a dielectric
mismatch, we obtain (8.41), up to a change of € into ¢5. We then see that the slope s of

the confining mean-field potential at the interface is decreasing either with €4 or €, (for
small |64 — €n|), in agreement with the LDA calculations.

5/4

This Thomas-Fermi approach to the mean-field potential of a metallic slab then pro-
vides an estimate of the slope of the potential near the interface between the slab and
the surrounding environment. It can be expected that these results are also applicable
to the more involved problem of the metallic sphere, up to some geometrical prefactors.
In the following section, we will incorporate our estimate of the self-consistent potential
slope in our evaluation of the surface plasmon lifetime.

8.3 Surface plasmon linewidth with a dielectric
mismatch

We can now use our estimate (8.44) for the slope of the self-consistent potential in our
evaluation (8.30) of the surface plasmon linewidth. In order to do that, we assume that
the chemical potential u; for € = 1 is the Fermi energy er of a free electron gas.

In the case where we have a charge renormalization (i.e., ¢g = €, = €), we obtain by
inserting (8.42) into (8.30)

Jup 1 2 \*?
O ~o —_— —
7T T0aer (1 563/2) | (845)
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Chapter 8 Surface plasmon linewidth with an inhomogeneous dielectric environment

This result qualitatively reproduces the decrease obtained from TDLDA for Aiy° a/aq as
a function of the dielectric constant € as it can be seen on Figs. 8.3 and 8.4 (thin dotted
line). We notice that for e = 1, we have 7° ~ vp/2a in the limit of large er/hwyy, which
has to be compared with (8.1) giving 3vg/4a. This small discrepancy is not surprising,
regarding the various approximations we made here.

In the case where we have a dielectric mismatch, by inserting (8.44) into (8.30) and
making the expansion for small Ae = €4 — €,,, we obtain

A0 ~ ’Y?Ae:o) + A(eq)Ae (8.46)

for fixed €4 and
70~ ’Y?Ae:o) — B(em)Ae (8.47)

for fixed €,,. In the above two equations, A and B are two positive coefficients given by

3up 1 2 \°? 3 9
A = — (1 - — 1 1-— 8.48
(Ed) 10a E(71/2 ( 5€d> + E3/2 56(31/2 ) ( a)

Jup 1 |13 3 1 2
Blewm) = 10,77 |5 ~ -5 (1= ] 8.48h
) Wael® |6 9 (6131{2 — 2/5) e’ ( €§r{2> ( )

and 'V?Ae:o) is given by (8.45). These results confirm the behavior of the TDLDA calcu-
lations depicted on Figs. 8.3 and 8.4 around Ae = 0 (thin dotted line). For instance, if
we are at €, fixed, we see that when Ae > 0, (8.47) predicts that hy° a/ay decreases for
increasing values of eg4.

8.4 Conclusion for Chapter 8

In this chapter, we have analyzed the surface plasmon linewidth in the case of noble-
metal nanoparticles embedded (or not) in a dielectric matrix. For such a situation, the
role of the d-electrons of the metal cannot be ignored, since they lead to a dielectric
mismatch between the nanoparticle and the surrounding matrix. We have shown that
the well-known Kubo formula for the surface plasmon linewidth predicts an increase
of this linewidth as the dielectric constants increase, a result in contradiction with the
numerical calculations of the time-dependent local density approximation. Furthermore,
the analytical prediction (8.1) overestimates the linewidth as deduced from experiments
on noble-metal clusters.

We have shown how to take into account the inhomogeneous dielectric environment in
our semiclassical model through the corrections in the slope of the mean-field potential.
Evaluating the slope with a simple Thomas-Fermi model, the resulting improved theory
is in qualitative agreement with the TDLDA calculations, themselves in good agreement
with existing experiments [115]. The use of semiclassical expansions and drastic approx-
imation has allowed us to clarify the main physical ingredients in the surface plasmon
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decay rate for the experimentally relevant case of noble-metal nanoparticles embedded
in inert dielectric matrices.

The case of noninert environments, where the matrix provides conduction electronic
states, is more complicated. In this situation, the conduction band of the matrix provides
additional decay channels, and the linewidth of the surface plasmon is increased (i.e.,
its lifetime is decreased), still presenting oscillations as a function of the size of the
cluster [81].

A possible experimental check of our prediction concerning the decrease of the surface
plasmon linewidth with increasing dielectric constants could be the following. Taking
noble-metal nanoparticles of a given size and of a given metal (i.e., of a given dielectric
constant €4) in a colloidal suspension (e.g., sugared water), one could significantly change
the index of refraction and thus €, by changing the sugar concentration of the solution.
For each concentration, one could measure the photoabsorption cross section of the
sample and then deduces the linewidth.
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Chapter 9

Concluding remarks and outlook

A moins d'étre un crétin, on
meurt toujours dans |'incertitude
de sa propre valeur et de ses
ceuvres.

(Gustave Flaubert, 1821-1880,
in Correspondance)

9.1 Summary

In this thesis we have studied collective excitations in metallic nanoparticles, the so-
called surface plasmons. More specifically, we have focused on the quantum dissipation
and decoherence of such excitations. We have chosen as a specific example the study
of spherical nanoparticles which have closed angular momentum shells, i.e., a “magic”
number of atoms.

Within the spherical jellium model, where the ionic structure of the nanoparticle
is replaced by a homogeneous positively charged background, we have decomposed,
by introducing the electronic center-of-mass and relative coordinates, the many-body
electronic Hamiltonian into three terms. A first term contains only the center-of-mass
degree of freedom, which is the natural coordinate to describe the oscillations of the
electronic cloud around its equilibrium position created by an external driving field.
The Hamiltonian for the center of mass is harmonic at a frequency redshifted by the
spill-out effect as compared to the classical Mie value. A second term is associated only
with the relative coordinates, and contains the electron-electron interaction that we have
treated within the mean-field approximation. Finally, a coupling appears between the
center-of-mass and relative-coordinate subsystems. We have linearized this coupling
assuming that the displacement of the center of mass is small compared to the size of
the nanoparticle. The coupling Hamiltonian arises from the Coulomb part of the single-
particle confinement created by the jellium background at the exterior of the cluster. The
coupling between the center of mass and the relative coordinates can be obtained in a
different manner, regarding the change in the electronic mean-field potential created by a
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Chapter 9 Concluding remarks and outlook

displacement of the electronic cloud [16]. This approach has allowed us to generalize the
expression of the coupling to the case of a noble-metal nanoparticle (where the screening
of the s-electrons by the d-electrons has to be taken into account) possibly embedded
in a surrounding matrix. It turns out that the coupling Hamiltonian remains the same,
up to a renormalization of the classical Mie frequency by the dielectric constants of the
nanoparticle and of the matrix.

The decomposition of the electronic Hamiltonian presented in Chapter 2 is archetypal
of quantum dissipative systems: The system under study (the center of mass) is subject
to an environment (the relative coordinates) and dissipates its energy due to the coupling
to the environment. In our case, the environment is peculiar in the sense that it is not an
external but an internal environment: The environmental degrees of freedom belong to
the nanoparticle itself and moreover are finite in number. The coupling causes dissipation
and decoherence of the collective excitation by a Landau damping mechanism: The
surface plasmon decays by creating particle-hole excitations in the environment.

We have developed a density-matrix formalism to study the decoherence of the surface
plasmon excitation. By eliminating the environmental degrees of freedom, we obtained
the evolution of the reduced density matrix of the center of mass in presence of an ex-
ternal driving field. This has been done under the following assumptions. The coupling
between system and environment has been assumed to be weak, rendering possible a
perturbative expansion of the reduced density matrix. Furthermore, since the environ-
ment contains a large number of degrees of freedom, we have supposed that the dynamics
of the center of mass is Markovian, neglecting potential memory effects. We have also
added the influences of the environment and of the external driving field independently.
Those approximations have provided a tractable master equation for the dynamical evo-
lution of the surface plasmon excitation. Two parameters have appeared in the master
equation: the Landau damping rate «, and the shift o which renormalize the surface
plasmon frequency, an effect analogous to the Lamb shift in atomic systems. Thus,
the electronic environment has two effects. First, it yields a finite lifetime for the sur-
face plasmon excitation. Second, a redshift with respect to the classical Mie frequency
appears in addition to the one caused by the well-known spill-out effect.

The obtained master equation for the reduced density matrix of the center of mass
is the one of a driven damped harmonic oscillator. We have restricted ourselves only
to two levels for the description of the dynamics of the surface plasmon excitation.
The important parameter determining the temporal evolution of the center of mass is
the so-called saturation parameter. This is a measure of the ratio of the external field
intensity over natural damping of the system. In the case of a weak external driving field,
like it is for instance the case in photoabsorption experiments, we have shown that the
description in terms of only two levels is valid. However, when the saturation parameter
becomes large, we enter the nonlinear regime, and the two-level system approach might
be questionable, especially when the frequency of the laser field is at resonance with the
surface plasmon frequency. Thus, the double plasmon, which is the second collective
excited state of the center-of-mass system, may play a role in the context of pump-probe
experiments where the intensity of the pump laser field is particularly intense.

By means of a semiclassical expansion, we have evaluated the surface plasmon linewidth.
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To this end, we have assumed that the single-particle self-consistent states are perfectly
confined in a step-like mean-field potential. This particularly simple approximation ap-
pears to yield reliable results in the case of an alkaline-metal nanoparticle in vacuum. At
zero temperature, taking only into account the smooth semiclassical density of states of
the particles and of the holes, we have recovered the well-known size dependence of the
surface plasmon linewidth first found by Kawabata and Kubo [48]. The linewidth scales
with the inverse size of the nanoparticle, this due to the confinement of the self-consistent
states. Furthermore, we have recovered for the linewidth the frequency dependence of
Refs. 29 and 30. Taking into account the semiclassical oscillating density of states, we
have shown that the surface plasmon linewidth exhibits a nonmonotonic behavior as a
function of the size of the nanoparticle. This comes in addition to the smooth inverse-
size scaling. This oscillatory behavior is non-negligible for the smallest cluster sizes.
Comparing our semiclassical result for the surface plasmon linewidth with the numeri-
cal calculations of the time-dependent local density approximation (TDLDA), we have
obtained a quantitative agreement. Furthermore, this oscillating feature is consistent
with experiments [18,101]. We have also extended our semiclassical expansion to the
case of finite temperature. By means of a low-temperature expansion, we have shown
that finite temperatures lead to a broadening of the surface plasmon resonance. This
effect has been found to be weak, consistently with the experiments [46,47,95,96].

The spill-out effect arising from the electronic density outside the nanoparticle has
been analyzed. With the help of a semiclassical expansion, we have shown that the ratio
of spill-out electrons over the total number scales as the inverse size of the nanoparti-
cle. Thus, the resulting redshift of the classical Mie frequency induced by the electronic
spill-out scales also with the inverse size of the cluster, in qualitative agreement with
the experiments. Introducing in our semiclassical expansion an effective radius for the
nanoparticle which takes into account the details of the self-consistent mean-field po-
tential near the jellium edge, we have obtained good agreement with LDA calculations.
By means of a Sommerfeld low-temperature expansion of the number of spill-out elec-
trons, we have shown that the redshift induced by the spill-out increases with increasing
temperature.

Comparing the surface plasmon resonance frequency deduced from the LDA number
of spill-out electrons with the maximum of the TDLDA absorption curve, we have con-
cluded that the spill-out effect is not sufficient to describe the redshift of the surface
plasmon resonance. This has been noticed experimentally a long time ago [11,25], and
the failure of the local density approximation has been invoked to explain this discrep-
ancy. In this thesis, we have tested a mechanism which leads to an additional redshift
of the resonance frequency, namely the coupling of the surface plasmon excitation with
the electronic environment. This effect has been suggested in Refs. 60 and 102. We have
calculated the environment-induced redshift, and shown that it is of the same order of
magnitude as the spill-out-induced redshift. Thus, it has to be taken into account in the
description of the numerical and experimental results. With our semiclassical expansion,
we have demonstrated that this shift scales with the inverse size of the nanoparticle, and
is increased by the temperature, similarly to the shift induced by the spill-out effect.
Despite the various approximations of our model, our result implies an increase of the
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redshift of the surface plasmon frequency beyond the one caused by the spill-out effect.
However, we have not obtained a quantitative agreement compared to the calculated
resonance frequency within the TDLDA. Our semiclassical theory predicts that for the
smallest sizes of nanoparticles, the shift induced by the environment should present a
nonmonotonic behavior as a function of the size. This is confirmed by the numerical
calculations. No oscillations are expected for the redshift caused by the spill-out effect.
Thus we have two qualitatively different behaviors which could permit to distinguish
between both effects.

Our theory of the thermal broadening of the surface plasmon linewidth, together with
the temperature dependence of the resonance frequency, has permitted us to qualita-
tively explain the differential transmission curves measured in time-resolved pump-probe
experiments. Our findings could open the possibility to analyze relaxation processes in
excited nanoparticles.

We have addressed the question of the relevance and of the existence of the second
collective state in metallic nanoparticles (the double plasmon). We have neglected the
anharmonic effects which become noticeable for very small clusters [60,111], and deter-
mined the lifetime of this second collective state. Depending on the physical situation,
the double plasmon state can decay by two distinct mechanisms: Landau damping
and particle ionization. For the Landau damping, there are two processes of the first
and second order which leads to the decay of such a collective state. The first-order
process yields a linewidth which is twice the linewidth of the single surface plasmon
state. Extending our semiclassical expansions to the nonlinear case, we have shown
that the linewidth associated to the second-order process can be neglected. Calculat-
ing the linewidth induced by the ionization of the nanoparticle, we have obtained good
agreement with existing theoretical [71] and experimental works [72, 73], despite the
approximation we have been forced to make in order to address this difficult problem.
Our semiclassical calculations show that the double plasmon state is a well-defined ex-
citation, and an experimental observation of such a state could be in principle possible,
provided one can excite this state with a sufficiently strong laser excitation.

Exploring the effects of an inhomogeneous dielectric environment on the single surface
plasmon excitation (like it is for instance the case in embedded noble-metal nanopar-
ticles), we have shown that the simple analytical prediction implies an increase of the
surface plasmon linewidth with the dielectric constants, while the TDLDA calculations
predict a decrease of the same quantity. We have seen that this discrepancy is due to
the approximation of an infinitely steep self-consistent potential. As the LDA calcula-
tions show, the slope of the self-consistent potential decreases as the dielectric constants
increase. This has been confirmed with the help of a simple Thomas-Fermi model for
a metallic slab. Refining our semiclassical calculation of the linewidth by taking into
account the steepness of the mean-field potential, we have been able to obtain a quali-
tative agreement with the TDLDA calculations, themselves in accordance with existing
experiments.
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9.2 Outlook and future perspectives

In this section we present an outlook of the work presented in this thesis, as well as
possible further improvements.

All our analytical derivations have been carried out within the mean-field approx-
imation. Furthermore, the numerical calculations have been based on the local den-
sity approximation. Those two different approximations are reliable for relatively large
nanoparticles. For very small clusters, they become questionable. A way to test those
approximations is to use an “exact” diagonalization of the many-body electronic Hamil-
tonian. From the numerical diagonalization, one obtains the many-body eigenstates and
eigenenergies of the correlated system, and therefore can deduce the absorption spectrum
of the nanoparticle. Thus, one can extract for instance the linewidth and the resonance
frequency of the surface plasmon excitation. This is also a way to check if the surface
plasmon state is mainly a superposition of one particle-one hole excitations as described
in the random phase approximation, or if one has to consider more excitations to well
describe this collective state. Such an exact diagonalization approach has been carried
out in different works [119-123], adapting the nuclear shell model [6,7] to the case of
metallic nanoparticles. It was shown that the surface plasmon remains a well defined
excitation even in very small clusters with a very small number of atoms (between 8 and
20). During this thesis, we also have performed such exact-diagonalization calculations.®
Restricting ourselves to spinless fermions, we have observed that the surface plasmon ex-
citation is indeed well-defined, already for only four interacting electrons. Furthermore,
the surface plasmon peak supports almost all the oscillator strength and its frequency
is redshifted with respect to the classical Mie value. It could be interesting to extend
these calculations to larger clusters, including the spin of the electron. This could be
a way to test our prediction concerning the oscillatory behavior of the surface plasmon
linewidth. However, even with the most modern computers, we are restricted to quite
small nanoparticles because of the very large number of Slater determinants required in
such an approach.

Our description of the dynamics of the surface plasmon excitation in terms of a reduced
density matrix approach has been based on several approximations. The Markovian
approximation has been used with the only justification that the environment contains
a large number of degrees of freedom. The fact that the dynamics is Markovian could be
tested by quantitatively evaluating the correlation function of the environment (3.25),
either numerically or with the help of semiclassical expansions as used in this thesis. A
preliminary semiclassical calculation shows that the correlation function decreases when
the size of the cluster increases. This is quite natural, since the size is of course related
to the number of electrons in the nanoparticle, and thus to the number of degrees of
freedom of the environment. However, the relevant dependence which is useful to assess
that we deal with a Markov process is the time dependence of the correlation function.
But there exists good indications that we deal with a Markov process. Indeed, within this
approximation, the obtained expression for the linewidth of the surface plasmon (that

INot included in this thesis.
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one can equivalently obtained by virtue of Fermi’s golden rule) is in agreement with the
numerical calculations of the TDLDA. If the dynamics were radically non-Markovian,
this would not be the case.

The solutions of the master equation have been obtained, within a two-level approach,
with the help of the rotating wave approximation which assumes that the frequency of the
external driving field is close to the resonance energy of the system. We have seen in this
context that the detuning between the two above-mentioned frequencies plays a role on
the surface plasmon dynamics. However, we cannot pretend to describe accurately this
dynamics if we are far from resonance. The accuracy of the rotating wave approximation
could then be tested by solving numerically the master equation without appealing to
this assumption.

An improvement of our density matrix formalism could be to consider a dynamical
environment. Indeed, in our approach, we have assumed that the environment is in
a thermal equilibrium and does not evolve with time. Thus, it does not permit to
account for the cooling of the electronic temperature of the heat bath after an excitation
by a laser pulse. This would be of great interest for the description of pump-probe
experiments, where, as we have shown, the electronic temperature plays a crucial role in
the interpretation of the measured differential transmission curves. A time dependence
of the density matrix of the environment could be introduced via a time-dependent
electronic temperature which decreases as a function of time (as described, e.g., in the
two-temperature model). However, we expect that the introduction of a dynamical
environment renders the density-matrix approach much more involved than in the case
of a static environment.

Our prediction for the oscillatory behavior of the surface plasmon linewidth as a func-
tion of the size of the nanoparticle has been restricted to the case of zero temperature,
where the calculations are already quite involved. We expect that for increasing tem-
perature, this nonmonotonic behavior should be smoothed out because of the thermal
fluctuations. However, a quantitative estimate could be carried out to confirm our ex-
pectation.

In our semiclassical evaluation of the environment-induced redshift of the surface
plasmon frequency, we have not obtained a quantitative agreement with the resonance
frequency deduced from the TDLDA calculations. This could be due to the fact that
we have not accurately taken into account the single-particle self-consistent states of the
continuum which, contrarily to the linewidth, could presumably play a role. Such an
assumption has been done in order to simplify this difficult problem. An improvement
of the present calculations thus could be obtained by considering those extended states.
However, the inclusion of the states of the continuum in this calculation is quite difficult
analytically, considering the complexity of the dipole matrix elements in this case (see our
analysis of the decay of the double plasmon via ionization of an electron in Sec. 7.2). A
direct numerical calculation of the environment-induced redshift of the surface plasmon
frequency within the mean-field approximation could provide a way to test the role of
the extended states.

Finally, in all this thesis we have restricted ourselves to the case of spherical nanopar-
ticles. The spherical symmetry has allowed us to significantly simplify our approach by
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separating the angular and radial motions. In some sense, it represents an ideal theo-
retical framework. An extension of the present calculations to the case of nonspherical
nanoparticles could be of relevance, both for theoretical and experimental purposes.
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Appendix A

Three-level system

L'art de persuader consiste
autant en celui d'agréer qu'en
celui de convaincre.

(Blaise Pascal, 1632-1662, in De
I'esprit géométrique)

In this appendix, we discuss under which conditions the center-of-mass system, whose
Hamiltonian is given in (2.30), can be described by a two-level system. To show that the
two level approach can be relevant, the strategy is as follows. We consider a three level
system, including damping mechanisms in addition to the Landau damping. The Landau
damping linewidth is for the n'" level of the harmonic oscillator at zero temperature
Yn = n7y according to (3.39), v = 7_ being the width of the first excited state that
we calculate in Chapter 4. The additional damping mechanisms can be of two kinds:
(i) First order decay processes which lead to the decay of the second collective state
into the first one, as for instance the radiation damping [10,11], or the coupling to the
surrounding matrix, and (ii) second order decay processes which result in the direct
decay from the second excited state to the ground state, like it is the case for example
for the ionization of an electron due to the intense laser field (see Chapter 7). These two
decay channels are illustrated on Fig. A.1.

In the following we denote by «; the width resulting from the additional first-order
damping mechanisms, and by <, the second order ones. We then write the master equa-
tion (3.49) for the three levels, and we include the additional decay channels according
to the Lindblad theory [88,89]:

L () =V + D (m + ”p”*lv’"“(t)}

— Qg cos (wr.t) [\/ﬁpn—l,m(t) + vV + 1ppiam(t) — \/Epn,m—l(t) —Vvm+ 1pn7m+1(t)]

1

1
0 3 0 (BapLl = 5ELLup = 5pLLLL ) I, (A1)
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Prm(t) = —iwsp(n — m)ppm(t) — {
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\ /

Figure A.1: Schematics of the three-level system with additional damping mechanisms.
v is the Landau damping linewidth resulting from the coupling to the elec-
tronic environment, while v, and 5 accounts for additional damping mech-
anisms of the first and second order, respectively.

where (g is the Rabi frequency defined in (2.41). We choose the Lindblad operators as
Ly = |1)(2| and Ly = |0)(2], which leads to transitions between the center-of-mass states
|2) and 1), and |2) and |0), respectively (see Fig. A.1). We then obtain in the rotating
wave approximation the following set of coupled differential equations:

: g . . .
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. Q2 . . .

P22 = — 17R\/§(/312 — pa1) — (2’7 + Z ’Ya) P22; (A-20)
a=1,2

A oA R A \/—A 7 4 \/— R

po1 = — 101,001 — 15 (P = oo — 2p02 | — 50 + V27yp12, (A.2d)

. e SR . . 1 .

P12 = — 10Lp12 — 17 [/)02 + \/5(/)22 — ,011)] 3 3y + Z Ya | P12, (A.2e)

a=1,2

2 . Or . . 1 R
Po2 = — 215Lp02 — I—R <P12 - \/5,001> - 5 (27 + Z ’Va) Po2- (A2f)

2 2
a=1,2

As in Chapter 3, we have used the notation p,,, = Prme =M while &, = wy, — Wyp 18

the detuning between the frequency of the external driving field and the surface plasmon
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frequency.

A.1 Rabi oscillations of a three-level system

As a first insight into the three-level system, we consider here the case where there is no
damping at all, i.e., v =9 = 72 = 0 in (A.2). The system therefore experiences Rabi
oscillations between the ground state and the two excited states due to the laser field
which is switched on at ¢ = 0.

In the case where there is no detuning between the laser and surface plasmon frequen-
cies, it is possible to solve (A.2) analytically. Assuming that at ¢ = 0, the system is in
its ground state, i.e., poo(0) = 1, p11(0) = p22(0) = 0, and all the coherences are equal
to 0, we obtain for the populations

poo(t) = 1_18 9+ 8cos <\/7§QR15> + cos <\/§QRt> , (A.3a)
p11(t) = é [1 — cos (\@ij)] : (A.3Db)
p2(t) = % [3 — 4 cos (?Qmﬁ) + cos (\/59@)] . (A.3¢)

We present the result of (A.3) in Fig. A.2. It is interesting to notice that the probability
to find the ground state unoccupied is never zero, while the second excited state cannot
be found occupied with a probability of one. The fact that the first excited state is, in
average, the less probable state comes from the fact that it is related via dipole matrix
elements to two states (namely |0) and |2)), while the two other states are connected
only once. This feature is peculiar to the three-level system without any damping. In
the case of an infinite number of levels, all the excited states are connected twice.

When §p, # 0, one can solve easily the system (A.2) with v = v = 72 = 0 numerically.
In Fig. A.3, we show the population pyy of the second excited state for different values
of the detuning (scaled by the Rabi frequency Qr). We see that as the detuning is
increased, the probability to find the state |2) occupied is in average lowered. The
detuning therefore plays a crucial role, and one might argue that for a reasonable value
of d1,, one can neglect the second excited state. In experiments, there exists in most of
the cases a detuning between the surface plasmon frequency and the frequency of the
laser field. Thus it seems reasonable to approximate the center of mass by a two-level
system. Moreover, as it will be seen in the following section, the damping mechanisms
decrease the probability to find the second collective state occupied.
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Figure A.2: Population of the ground state pgg and of the two excited states p;; and
p22 as a function of time for §;, = 0 (no detuning) and v =y, = v =0 (no
damping).
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— 6L/Or =0
— 6./Qr = 0.5]]

P22

Qrt

Figure A.3: Population of the second excited state pso as a function of time for different
values of the detuning . There is no damping (7 =7, = 72 = 0).

A.2 Three-level system with additional damping
mechanisms

We now consider the three-level system depicted in Fig. A.1 in presence of damping
mechanisms. In Sec. A.2.1, we consider the case where there is no additional damping
constant (y; = 72 = 0), while in Sec. A.2.2; we move on to the description of the
complete model that we consider here.

A.2.1 Stationary solutions for the case 7; = 2 = 0 (no additional
damping constants)

For 3 = 79 = 0, the stationary populations of (A.2) are given by

s(s+2) + 8 + 8A%(s + 8) + 128A1

st — Ad
P00 = 55(s + 2) + 8 + 8A2(3s + 8) + 128A% (A.4a)
“t s(s+ 4+ 16A?)
— A.4b
P17 5505+ 2) + 8 + 8A2(3s + 8) + 128A% (A.4b)
2
S
P = (A.4c)

3s(s+2) + 8+ 8A2(3s + 8) 4+ 128AY’
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Figure A.4: p3, according to (A.4c) as a function of the saturation parameter s for
increasing values of the detuning A = 4, /7.

where the saturation parameter s is defined in (3.59) and where the scaled detuning A
is given by (3.60). In Fig. A.4, we show p5 as a function of s for increasing values of
A. The population of the second excited state increases with s for a fixed detuning.
Thus, as the intensity of the laser field increases, the two-level system approach might
be less and less valid. However, the population of the second excited state decreases with
increasing detuning. As it is the case for the free Rabi oscillations (i.e., when there is
no damping at all, see Sec. A.1), we see that the detuning plays in favor of a description
of the center of mass by a two-level system.

A.2.2 Stationary solutions for the three-level system with additional
dampings

We now consider the case where 7, and s are finite in (A.2). As a simplifying hypothe-
sis, we assume that the two additional damping constants are equal, i.e., 71 = Y2 = Yadq-
In Fig. A.5, we show the stationary solution of (A.2) for the population of the second
excited state p3}, as a function of ~,qq/7 for different values of the detuning A. The figure
presents the case of a large saturation parameter (s = 100). It shows that for A = 5, the
probability to find the second collective state occupied is less than 10 % and is almost
constant as a function 7,qq. In the case A < 5, p5}y decreases with v,qq but is still quite
important. There, the assumption of a two-level system to describe the surface plasmon
dynamics might be questionable.
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st
P22

Yadd / i

Figure A.5: Stationary solution of (A.2) for the population of the second excited state
as a function of the additional damping constant 7.qq4 and for various values
of the detuning A. In the figure, the saturation parameter is s = 100.

In conclusion, we have shown in this appendix that for a rather small saturation
parameter, i.e., for a weak external laser field, the second collective state can be neglected
for the description of the surface plasmon dynamics. In the case of a large saturation
parameter, as it is for example the case in pump-probe experiments, this second collective
state can be neglected for finite values of the detuning between the frequency of the
pump laser and the resonance frequency. However, at resonance, the description in
terms of only two levels might be questionable even in presence of additional damping
mechanisms. Thus, the double plasmon state might play a role on the dynamics of the
surface plasmon excitation.
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Appendix B

Semiclassical physics

Chaque homme doit inventer
sont chemin.

(Jean-Paul Sartre, 1905-1980, in
Les Mouches)

The semiclassical approximation has been developed since the early stages of the quan-
tum theory in the 1920’s in order to solve problems that are too complex to treat in
a fully quantum mechanical fashion. These are, for instance, the determination of the
quantum spectrum of a particle in a complicated potential, the scattering properties of a
particle moving against a potential barrier, etc. In the 1970’s, a renewal of the interest in
the semiclassical theory occurred with the advent of quantum chaos.! A chaotic system
is characterized by the sensibility of the classical trajectories to the initial conditions
(e.g., a particle bouncing in a stadium billiard) [94]. In such a system, the trajectory
of the particle diverges exponentially from its original path if the initial conditions are
changed even slightly. It turns out that the spectral properties of a complex quantum
system (for example a heavy nucleus) can be explained in terms of the features of a
generic classically chaotic system, using, e.g., the random matrix theory. It appeared at
that time that the spectral properties of “chaotic” quantum systems are universal [94].
More recently, the concepts of the semiclassical theory has been applied to the case of
mesoscopic systems [126], like the transport properties of quantum dots [127], or the
many-particle properties of nanoparticles [11,124].

IQuantum chaos is the theory studying the quantum properties — especially the spectrum — of
classically chaotic systems [4,94,124,125]. Rigorously, this denomination does not have much sense
since it seems to imply the existence of trajectories in quantum mechanics. This goes against
Heisenberg’s uncertainty principle. As we will see in the sequel of this appendix, this name is more
justified when one employs the semiclassical formalism, where trajectories are meaningful.
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B.1 Quantum propagator

The quantum propagator plays a key role in quantum mechanics. This object is im-
portant since it draws a link between quantum and classical mechanics [128] within the
formalism of Feynman’s path integrals [129].

One of the main problem of quantum mechanics is to solve the time-dependent
Schrodinger equation

., 0
ih= V) = Hl), (B.1)

where the state of the system |¢)) evolves in time under the influence of the Hamiltonian
H. We assume in the following that we have a conservative system, i.e., the Hamiltonian
is time-independent. The formal solution of (B.1) is

(1)) = e M (ty)), (B.2)

where ¢y is the initial time. We can interpret this result as follows: Starting with the
initial state |1)(t)), the state of the system at a future time ¢ is given by an evolution
operator acting on the initial state. This operator then contains all the information on
the time evolution of the system. Writing (B.2) in position representation, one obtains

e, 1) = / dlro K (1, 1o £ — t0)1(xo, o), (B.3)
with the propagator?
K(r,ro;t) = (rle Y/ |r), (B.4)

This quantity is the matrix element (in position representation) of the evolution operator.
Then the knowledge of the initial state and of the propagator provides the state of the
system at a later time.

B.2 Feynman'’s path integrals

Feynman’s formalism of quantum mechanics [129] is equivalent to the ones of Schrodinger
and Heisenberg. It permits to interpret the quantum propagator in terms of trajectories,
by virtue of the so-called path integrals or functional integrals. Within this formalism,
the propagator (B.4) reads [4,129,130]

K(r,ro;t) = /D[r]eiR[r]/h, (B.5)

where

R(r,ro;t) = /0 dt'L (v(t"), r(t'),t") (B.6)

2d is the dimension of the real space.
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is the Hamilton principal function.> The Lagrangian of the system is L = T'—V where T
and V are the kinetic and potential energies, respectively, and r(t) stands for a trajectory.
The symbol D]r| represents the measure of the functional integral, and this quantity is
extremely difficult to evaluate in the general case. However one can interpret the result
(B.5) obtained in 1948 by Feynman in the following way: The propagator is the sum
over all possible trajectories between ry and r of the exponential of a phase given by the
Hamilton principal function divided by the Planck constant h. We will see in the next
section that one can evaluate the quantum fluctuations around the classical paths, and
that the classical contributions dominate in the limit “A — 07: This is the semiclassical
approximation.

B.3 Semiclassical approximation of the propagator and
of the Green function

We are now interested in the semiclassical limit of the propagator (B.5). This means that
we are concerned with leading order in 1/A contributions, for “A — 07, this statement
becoming meaningful in the sequel.

B.3.1 Free propagator and van Vleck’s approximation

For the sake of clarity, let us first examine the propagator of a free particle, that is when
V' = 0. One can easily show [124] that the exact quantum propagator of a free particle
of mass p is
1 N2 Gugane) (e—ro)?
Kiree(r, 105 t) = (—) elin/2ht)(r=ro)", B.7
free(I', To; ) 2riht (B.7)
Now, the quantity appearing in the exponential is exactly i/% times the Hamilton prin-
cipal function of a free particle, Rgee(r,ro;¢). Furthermore if one calculates the deter-
minant of the second (negative) variation of Rgee, one obtains

82Rf Y d
det (-2 ) = (L), B.8
¢ ( 8r8r0 ) t ( )
Then, one can write the propagator (B.7) as
1 d/2 62 Rf iR ( t)/ﬁ
Kreo(r, 105 1) = : det | — — | Hree (11103 . B.9
fee(T: To; ) (27?177,) ¢ < 01“(31“0) ¢ (B9)

Van Vleck proposed in 1928 the following prescription in order to obtain an approxi-
mate propagator of a particle moving in the potential V [128]: replace Rpe. in (B.9) by

3We reserve the name of action to the quantity S(¢) = R+ et = [dr - p, Legendre transform of the
Hamilton principal function at fixed energy.
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R, the Hamilton principal function of a particle in the potential V. He then obtained
the following expression:

d/2
KvanVleck(r7 Io; t) = ( ) v det C eiR(I‘,I‘o;t)/ﬁ7 (BlO)

2rih
with C the matrix defined by its elements

0*R

Cij(r,rot) = T Orore
Z 7]

V(i) =1,....d. (B.11)

As we will see in the sequel, Gutzwiller [94] added some important phases of quantum
origin to van Vleck’s result (B.10) to obtain the semiclassical propagator.

B.3.2 Gutzwiller’s approximation to the propagator and the Green
function — Semiclassical expansions

In the following we only present the principal ideas of the approximation due to Gutzwiller.
His work in the 1970’s was principally inspired by van Vleck’s previous idea. The inte-
grand in Feynman’s expression of the propagator (B.5) is a highly oscillating functional
in the space of trajectories since, in general, the variations of R are much larger than A.
It is then appropriate to use the stationary phase approximation that we briefly present
in the next paragraph.

The stationary phase approximation

The stationary phase approximation is maybe the most widely used approximation in
semiclassical physics. Let us here present this method for the simpler case of an ordinary
integration [130]: Consider the following one-dimensional integral

I(a) = /b dzg(x)ele/ @) (B.12)

in the limit of a large parameter ov. The function g(x) is assumed to be sufficiently smooth
compared to the term in the exponential. The principal idea of this approximation is
that the integral I(«) is dominated by the region of integration where the phase f(x) is
stationary. Outside this region, the phase oscillates very rapidly and consequently the
contribution to the total integral is negligible to the leading order in «.

In the following we suppose that there is only one stationary point £ — given by the
condition f'(z) = 0 — and that this point belongs to the interval ]a, b]. We can therefore
expand the function f(z) around the stationary point Z as

fle) = J(@) + 5@~ P (B.13)
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and replace g(x) by ¢(Z) in (B.12). Therefore the integral (B.12) has the approximate
expression

b
Ia) ~ g(:v)eio‘f(x)/ dz elef@@=2)%/2 (B.14)

Since one restricts the expansion of the function f(z) up to the quadratic order, one can
reasonably replace the boundaries of the integral by 00 4 and one has only to evaluate
the Gaussian integral given by

+o0 - T ..
/ dz elax _ _e17r51gn(a)/4. (B15)
. V lal

Within the stationary phase approximation, one thus obtains

2 N "oe
(o) ~ | ————g(T) oitaf (@) +signlaf” (@)]m/4} (B.16)
af"(z)|
This method is also extended to functions of several variables f(zq,---,x4). In this

case, one has to be aware that it is necessary to diagonalize the terms of order 2 in the
development of the function f, in order to get d Gaussian integrals.

Gutzwiller’'s semiclassical derivation

We are now able to apply the stationary phase approximation in our case of interest,
i.e., when the variations of Hamilton’s principal function R are much larger than A.5
Consequently, regarding (B.5), the trajectories that contribute the most to the path
integral are those for which the first variation of R vanishes, dR = 0. These are, by
virtue of the Hamilton-Jacobi principle [131,132], the classical paths which contribute
the most to the quantum propagator. The quantum fluctuations are of higher order
in h. Gutzwiller [94, 125] then arrived to the following conclusion: One has to sum
the propagator of (B.5) over all the classically allowed paths between ry and r, but
taking into account the following subtlety: It can occur that the determinant of the
matrix C' defined in (B.11) vanishes at certain points, the so-called conjugated points, the
physical meaning of that type of points becoming clearer in the sequel, and consequently
the stationary phase approximation is no longer valid. This has the consequence to
introduce an additional phase factor in the exponential appearing in the expression of
the propagator. Finally, the semiclassical propagator is

1 d/2 . . .
K(r,ro;t) = ( %h) D " V|det Cy] eRalerot)/imiman/2, (B.17)
A

4This is not the case when the stationary point coincides with one of the two boundaries (Z = a or b).
If so, one has to treat specifically this point.

5Note that the stationary phase method can only be used here by an adequate parametrization of the
paths in the functional integral, which leads to an ordinary multidimensional integral [94].
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where \ stands for the classical trajectories, and where k) counts the number of conju-
gated points for the trajectory A\. R, is the classical Hamilton principal function, which
means that one takes only into account the classical trajectories between rg and r. One

shows easily that
0*R or\ '
Oy — — - B.18
A dror, <8p0) ’ (B.18)

with pg = —9R,/0r( the initial momentum of the particle. Consequently, a conjugated
point, defined by the fact that det C'y = 0, is a point for which several trajectories with
different initial momenta attain this same point in the same trajectory time t.

The next stage, which will provide us the so-called Gutzwiller trace formula for the
semiclassical density of states, is to switch from a fixed-time representation to a fixed-
energy representation. Indeed, most of the physical systems that one studies are con-
servative systems, and it is then more appropriate to work at constant energy than at
a fixed time. In other words, one is now interested in a semiclassical approximation for
the retarded Green function which is the Fourier transform of the propagator (B.4) for
positive times, namely

i

G(r,rg;e) = —?L/ dt /" K (r,ro;t) (B.19a)

_ Z r)¥n(ro) (B.19b)

€ —en +10T°
In the above expression, e, is the single-particle eigenenergies associated to the wave

function 1, (r), while n = (nq, ng, - - - ) are the quantum numbers of the system. Inserting
the semiclassical propagator (B.17) into (B.19a), one obtains

2m —iRrT - i r,rost)+e
g(r,ro;s) = W Ze A /2/ dt\/ |det C)\ (¢ [R(r.roit)+ t]/h. (BQO)
A 0

One then sees appearing in the exponential the classical action

Sa(r,ro;) = Ra(r,ro;t) +ct = / dq.p. (B.21)
ro
In order to be coherent with the approximation which was done previously for the
propagator, one has now to evaluate the integral over the time ¢ with the help of the
stationary phase method. Then, if ¢ is the time for which the phase is stationary, one
obtains the following condition:

0
It [Ra(r,ro;t) + €t]

that is ¢ is the time taken by the system to go from rj to r along the particular trajectory
q(t) where its energy is € = 7. Finally, after this approximation, one obtains for the
semiclassical retarded Green function the result [94,125]

27 i r,ro;e)/h—io\m
G(r.%0:2) = (mgpyiarys D VDA re 2 (B.23)
A

=—cr+e=0, (B.22)

t=t
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Here D, is the determinant of a (d + 1) x (d 4+ 1) matrix, and is given by

; 928y 925

028

Di(r,rg:e) = (—1) 852/\ det Cy = %gogr %gﬁg , (B.24)
OeOr 0%

for all classical paths A. o) counts the number of conjugated points at the fixed energy
¢ for the trajectory A.

General results in one-dimensional systems

Before we pursue with Gutzwiller’s trace formula, let us apply the approximations de-
tailed here for the case of a one-dimensional system. As an example, we consider a
particle confined in a well V(x) which can have arbitrary shape, except that we exclude
in the present discussion the presence of one or several hard walls [125].

The momentum of the particle is written as p(x) = /2ule — V(z)]. Let z_ and x
be the classical turning points, respectively on the left and on the right of the classically
accessible region, solutions of € = V(xy): These are the only and unique conjugated
points in this one-dimensional problem. In the following we assume that r_ < 2o < x <
x4. The classical trajectories between zy and = are of four types, i.e., there are four
different ways to travel between these two points:

1. zg — x;

2. xg — r_ —

3. Ty — T4 — T

4. vg — . — T, — T.

Each of these trajectories contains its fundamental trajectory plus all the repetitions
of closed orbits. In (B.23), the prefactor D, is reduced in this one-dimensional motion
simply to the product [p(zq)/p?]~Y?[p(x)/p?]~/? for the four families of trajectories.
The indices o) are for each family

1. o =2r;

2. 0 =2r+1;
3. 0 =2r+1;
4. 0 =2r 42,

where 7 if the number of repetitions of the closed orbit. The summation in (B.23)
pertains only to the four families, just as to the number of repetitions 7 running from 1
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to 0o. The summation over 7 leads to a geometrical series, and finally one obtains for
To < T

2 cos [1/hf;f da'p(x’) — 7r/4} cos [1/h [ da'p(z’) — 7 /4]
G(x,xp;€) = — . (B.25)
Blp(xo) /2] p() 2] cos [1/R [T+ da'p()

From (B.19b), the poles of (B.25) give the semiclassical spectrum ¢,,. Setting the cosine
in the denominator to zero, one then has the condition

S(e) = f do p(z) = 2 / " depla) = 20k (n + %) | (B.26)

with n a positive integer,® and one recovers the well-known quantization condition of
Wentzel, Kramers and Brillouin (WKB quantization) [53]. Let us notice that these poles
are directly related to the phases at the classical turning points.

In order to find the residues, and in order to check that the poles of the Green function
are really simple poles, one expands the cosine of the denominator in (B.25) in powers
of € — g,, and finally, to the first leading order in 1/A, one finds for the semiclassical
wave function, and this because of (B.19b),

2 cos {l/hfi da'\/2ple, — V(2)))] — 7r/4}
VT{2[en = V(@)] /u}!

with 7 = 05/0e the period of the closed orbit. Once again, this result is exactly the
one given by the WKB theory, except that we have only here the wave functions in the
classical accessible region, while the WKB wave functions also exist in the two forbidden
classical regions (on the left and on the right hand side of the well) by virtue of the
connection formulae [53]. We notice that the WKB theory fails to correctly describe
the quantum system in the vicinity of the classical turning points where the momentum
vanishes and consequently the wave functions diverge. We also point out that the wave
functions (B.27) are automatically normalized, this due to the square root of the period
T appearing in the denominator, which is not the case in the standard WKB theory.

B.4 Semiclassical density of states: Gutzwiller’'s trace
formula

We now return to the more general case of a d-dimensional space. In order to obtain
a semiclassical approximation to the density of states, we are now interested in the
trace of the Green function (B.23). Indeed, from the definition of the density of states
o(e) =>,0(e — en), and from the expression (B.19b) of the Green function, we have

o(e) = o= _l%/der(r,r;s), (B.28)

™ ™

6The classical action is a positive definite quantity. Consequently, n can only be a positive integer.
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where & represents the imaginary part and Tr the trace.

Instead of detailing the whole derivation that one can find in the references already
cited, we highlight here the crucial points of the development in order to obtain the semi-
classical density of states o(e) = —1/73TrG. First of all, the trace of the semiclassical
retarded Green function is evaluated by virtue of the stationary phase approximation.
Thence one imposes that the first variation of S with respect to r vanishes:

dS(r,rp; ) N 0S(r,ro;€)
or 81‘0

=p—po=0. (B.29)
r=ro=r’
This means that the classical trajectories which contribute to the density of states are
those with the same initial and final momentum at the same point r’, i.e., only the
periodic trajectories contribute to the density of states.
One shows afterwards that the semiclassical density of states is decomposed into a
smooth and an oscillating part,

o(g) = &"(e) + ™ (o), (B.30)

where ¢°(¢) is the Thomas-Fermi term [124], that is the available volume in phase space
d?pdir

o) = [ Shita(e - Hirp)), (B.31)

We remark that in the semiclassical theory, this smooth density of states comes from
the zero-length trajectories. The oscillating part of the density of states is given by the
Gutzwiller trace formula [94, 125]

h 2 Z Jdet( MA ST [T (% - Wg)]’ (32

A€ppo 7=1

where ppo means primitive periodic orbits, 7 being the number of repetitions. 7, =
0S5,/ 0¢e is the period of the primitive periodic orbit A associated to the classical action
Sy and v, is the Maslov index, which is equal to the sum o) + ¢,, with o) the number of
conjugated points at fixed energy, and ¢, comes from the stationary phase approximation
in the transverse directions to the motion. M) is the stability matrix of the trajectory
and Isy o is the identity matrix in (2d — 2) dimensions. As its name indicates, M)
measures the stability of an orbit, i.e., the sensibility of the trajectory to a modification
of the initial conditions of the motion. In other words, the stability matrix measures
the degree of instability of a given orbit. Notice that in one dimension, the determinant
appearing in the trace formula (B.32) is equal to one.

Gutzwiller’s trace formula is only valid for isolated orbits, that is for nondegenerate
ones, in the sense that there are not several trajectories with the same classical action.
For instance, in a disk with hard walls (disk billiard), the diametral trajectory is in-
finitely degenerate due to the continuous axial symmetry of the disk. Different works
have permitted to extend this semiclassical formalism to systems presenting continu-
ous symmetries, notably the works of Balian and Bloch [133] and also of Berry and
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Tabor [134,135]. In this extended theory, the summations are not any more over the
trajectories, since their number is infinite, but over a torus in the action-angle space,
canonical transforms of the variables in phase space [131,132]. We emphasize the fact
that in one dimension, there does not exist any system presenting degenerated trajecto-
ries: All the periodic orbits are isolated.

Finally, the semiclassical approximation to the density of states (B.30) is remarkable
in the sense that it provides, for all systems without classically degenerated orbits, a
valuable approximation of the density of states. This is one of the great successes of
this approach. We emphasize as well a critical point of this approximation, namely
the convergence of the infinite series appearing in (B.32). Indeed, the series does not
necessarily converge. But one notices in practice that it is sufficient to perform a partial
summation, the first repetitions 7 of the primitive periodic orbits sufficing to give a rather
good approximation to the density of states. In mesoscopic physics [1,2], the trajectory
cutoff is implemented through the factor exp (—Lypo/Ly,), with L, the phase coherence
length and Ly, the length of the primitive periodic orbit. The physical justification for
such an approach arises from the consideration of environmental degrees of freedom that
introduce further scattering mechanisms for timescales (or lengths L) larger than the
typical ones imposed by the Hamiltonian we are considering [127].
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Appendix C

Semiclassics with radial symmetry

Tous les moyens sont bons
quand ils sont efficaces.

(Jean-Paul Sartre, 1905-1980, in
Les Mains sales)

As it has been mentioned in Appendix B, the Gutzwiller trace formula (B.32) is only
applicable when the classical trajectories in the potential are not organized in families
degenerate in action. For a system having circular or spherical symmetry (like for
instance the disk billiard), we cannot use (B.32) to determine the semiclassical spectrum
of the considered system. Since it is an integrable problem the quantization can be
readily done from the WKB scheme, and the resulting density of states can be obtained
from the Berry-Tabor approach [124,134,135].

As an alternative route in the case of problems with radial symmetry, like the one we
treat in this work, it is tempting to take advantage of the separability into radial and
angular coordinates in order to reduce the dimensionality of the trajectories contributing
to the semiclassical expansions. However there are technical difficulties introduced by
the singularity at the origin of the centrifugal potential, and this is probably the reason
why the radial symmetry is often not fully exploited in semiclassical expansions. On
the other hand, the well-known Langer modification [136] is a prescription to avoid the
above-mentioned difficulties and provides a route to the semiclassical quantization of
spherically symmetric systems (which has been recently extended to higher orders [137]).

In this appendix, we start from the Langer modification in order to obtain the partial
(or angular momentum dependent) density of states g;(¢) that we need for instance in
our evaluation of the surface plasmon lifetime (see Chapter 4). As a check of consistency,
we verify in a few simple examples that when g;(¢) is summed (in a semiclassical way)
over the angular momentum quantum number [ and its projection along the quantization
axis m, we recover the well-known Berry-Tabor formula for the total density of states
[133-135].
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C.1 Langer modification and partial density of states

We consider a system presenting spherical symmetry, where the natural coordinates are
the spherical coordinates r = (r,0,¢). For a central potential V' (r), the Schrodinger
equation is separable into angular and radial parts. The wave function can be written

N ) ()

where Y;™(0, ¢) are the spherical harmonics, and where uy,(r) satisfies

2 32 2 1
_%% +2 ZQ(/ZL;; ) V(r)| wn(r) = emup(r), (C.2)
with the conditions u(0) = 0 and lim,_. ug(r)/r = 0. In the radial Schrodinger
equation, p is the mass of the particle. It is important to notice that the variable r
is limited to positive values and that the centrifugal potential possesses a singularity
at r = 0. This significant difference between (C.2) and a standard one-dimensional
Schrodinger equation prevents us from a naive application of the WKB approximation
to treat this radial problem.
The change of variables

x=Inr, (C.3a)
Xei(z) =e"Pug(r) (C.3b)

in (C.2) results in the one-dimensional Schrodinger equation

{% + Hf(x)] Xri(z) =0, (C.4)
with
M0 = 2 =V @) - (143 (©5)

Using the WKB approximation for x4 (z) amounts to change the centrifugal potential
in (C.2) according to the Langer modification [136, 138]

(+1) — (z+ %)2 (C.6)

The modified effective radial potential thus reads

(1 + 1/2)?

+V(r) (C.7)

for a three-dimensional system. The resulting WKB quantization provides for instance
the exact spectrum for the hydrogen atom, as well as for the three-dimensional isotropic
harmonic oscillator.
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C.1 Langer modification and partial density of states

The same kind of considerations in two-dimensional systems with a circular symmetry
lead to the following substitution in the centrifugal potential [124,138|:

(m _ }1)2 — o, (C.8)

with m the eigenvalue of the L. operator. This substitution yields an exact WKB
spectrum for the cases of the isotropic harmonic oscillator as well as for the hydrogen
atom in two dimensions. In this two-dimensional case, the semiclassical radial potential
is then F2, 2
Val(r) = 5
212
As it has been explained in Appendix B, the semiclassical approximation provides
a method to calculate the leading A contributions to the density of states in the limit
of large quantum numbers, and decomposes the density of states into a smooth and
an oscillating part. The smooth term is simply the Weyl contribution [124] and the
oscillating term is given, in the case where the periodic orbits are not degenerate in
action, by the Gutzwiller trace formula (B.32) as a sum over the primitive periodic
orbits.
In the case of multidimensional integrable systems, the periodic orbits belonging to
a torus of the phase space are degenerate, and the oscillating part of the density of
states is given by the Berry-Tabor formula as a sum over rational tori [134,135]. In
one-dimensional problems, or in the radial coordinate of a spherically symmetric case,
the trajectories are not degenerate, and therefore the semiclassical approximation to the
density of states at fixed angular momentum [ is given by

+ V(r). (C.9)

ale) = g/ (e) + o7(e), (C.10)
with ©
= A1
B =22, (C.11a)
oer oy TI(E) (S ow
0% (e) = — Zcos [7’( 5 Veg =T )| (C.11b)
where S; and 7, = 095;/0¢ are the action and period referring to the motion in the

effective (I-dependent) radial potential; v. (1) is the number of classical turning points
of the primitive periodic orbits against the smooth (hard) walls, while 7 is the number
of repetition of the periodic orbit.

We note the essential difference between conjugated and reflection points, as it appears
in the phase of the trace formula (C.11b). For this effective one-dimensional problem,
the conjugated points are the classical turning points in the effective potential V¥ (r),
except when the potential is a hard wall. For the conjugated points, the momentum of the
particle vanishes at those locations, and thus acquires a phase of /2. For the reflection
points, the momentum of the particle just changes its sign, the particle acquiring then
a phase of .
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C.2 Total density of states and Berry-Tabor formula for
systems with radial symmetry

Using the selection rules for the decay of the surface plasmon, its lifetime can be ex-
pressed in terms of the partial density of states g;(¢) whose semiclassical expression is
given by (C.10) and (C.11). It is then important to verify that the semiclassical sum
over angular momenta (that we use throughout our calculations), when applied to g;(¢),
is able to reproduce the total density of states. Rather than working the most general
case, we perform our test for three particular examples: the three dimensional billiard
(like the one we treat in the text), the disk billiard (where the calculations are partic-
ularly simple), and the isotropic spherical harmonic oscillator (where the semiclassical
spectrum coincides with the exact one).

C.2.1 Spherical billiard

A spherical billiard is defined by its radial potential

Vir) = {O’ r=a (C.12)
oo, T 2=a,

where a is the radius of the sphere. First, we determine the exact quantum mechanical
spectrum of this system, while in a second part, we calculate the corresponding semi-
classical spectrum. As we will show, the semiclassical approximation is very accurate,
provided that one uses the Langer modification for the radial effective potential (C.7).
At the end of this section, we will show how it is possible to recover the total density of
states (Berry-Tabor formula) from the knowledge of the angular momentum restricted
density of states g;(e).

Exact spectrum

For r < a, the radial Schrodinger equation (C.2) reads with the radial potential (C.12)

{d_Q G0N kz} wa(r) = 0, (C.13)

dr? r?
where the wavenumber is defined as k = /2uey,;/h. Since the radial potential is infinite

outside of the sphere, the radial wave functions must satisfy u(r > a) = 0. The general
solution of (C.13) reads [93]

up(r) = /1 AJH_%(]{?T) + BYH%(ICT) , (C.14)

where J,(z) and Y, (z) are the Bessel functions of the first and second kind, respectively,
and where A and B are normalizing constants. The boundary condition u(0) = 0 leads
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A 4

Figure C.1: Effective, I-fixed, radial potential VT of the spherical cavity as a function
of the radial coordinate 7.

to the elimination of the solution Y 1 (kr) which diverges at the origin. Furthermore,
the condition of continuity at » = a ensures that

Jl_,’_%(k’a) = 0. (C.15)

The quantum mechanical spectrum of the spherical billiard is thus given by the zeros
of Bessel functions of the first kind, which are not known analytically, except in some
asymptotic limits. If one wants the exact spectrum of this system, one has to resort to
some numerical search of zeros. This was not necessarily easy in the 1960’s, and the
semiclassical quantization of Keller and Rubinow [139] was thus a great success at that
time, since it provides a route to the semiclassical quantization of integrable systems.

Semiclassical spectrum

The determination of the trace formula (see Eqs. C.10 and C.11) requires the knowledge
of two classical quantities, namely the classical action of the periodic orbit in the effective,
[-fixed radial potential, and the corresponding period of the classical periodic motion. In
order to determine the action, one has to know the classical turning points. The turning
point on the left of the classically allowed region is given by the condition V,*T(r_) = ¢,
ie., r_ = h(l +1/2)/v/2pe. On the right of the classical region, we have a reflection
point at r = a (see Fig. C.1).
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The classical action at energy ¢ is given by

Sie) = 2 / dry/2u [e — V(). (C.16)

The integrand of the above integral is simply the conjugated momentum to the variable
r, i.e., p,. With (C.7) and (C.12), we obtain

Si(e) = 2h \/(ka)2 - (z + %)2 _ (z + %) arccos (l 2(1/2) | (C.17)

The period of the classical motion at energy ¢ is thus given by 7, = 05;/0¢, i.e.,

i/ (ka)? = (14 1/2)°

3

Ti(e) = (C.18)

We now determine the WKB quantization condition, which is modified by the presence
of the hard wall at r = a: Since the radial potential V,*T(r) is infinite at this point, the
semiclassical wave function (B.27) vanishes and thus

cos {% /Ta dr'\/2u e — V()] — %} =0, (C.19)

Sie) m
- _-Z C.20
on 1 2" (C20)
with n a positive integer, which is the number of nodes of the wave function of the quan-
tum level |n,l,m). Rearranging the above equation, we obtain the WKB quantization

in presence of a hard wall:

that is

3
Si(e) =2nh (n + 71) . (C.21)
More generally, one shows [124,134,135,139] that the quantization condition for a po-
tential having v, conjugated points and v, reflection points reads

S(e) =2nh (n + % + %) : (C.22)

In the case of the spherical billiard, we find with (C.17) and (C.21)

ot (1 2) = (1 Yo () < (w52 o

This result is the one found by Keller and Rubinow in Ref. 139. It has to be compared
with the exact quantization condition (C.15). We first note that it is numerically much
easier to find the roots of (C.23) than the zeros of Bessel functions. Second, in Fig. C.2,
one can remark the accuracy of the Keller and Rubinow quantization condition: We
show as a function of ka the absolute error between the exact spectrum from (C.15) and
the semiclassical one (C.23) for different values of the angular momentum [. The error is
decreasing with increasing energy, as it is expected from the semiclassical approximation
(high energy limit).
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Figure C.2: Absolute error between the exact spectrum of the spherical billiard (C.15)
and the semiclassical spectrum (C.23) as a function of ka, for [ = 0,1, 2.

Berry-Tabor formula for the density of states

In this paragraph, we will show how it is possible to recover the full (three-dimensional)
density of states from the knowledge of the density restricted to a fixed angular mo-
mentum [. To this end, we sum the semiclassical density of states from (C.10) over the
angular momentum quantum numbers,

Imax +1

o©) =) > ale). (C.24)

=0 m=—1

In the above equation, [, is the maximal angular momentum quantum number allowed
at the energy e. It is given by the condition V}iix (a) = ¢, i.e., lpax = ka — 1/2.
With (C.11a), the smooth part of the full density of states is given by

1 ln]ax

e) = o > @+ 1)n(e). (C.25)

For lyax = ka — 1/2 > 1 (high energy limit), we can replace the summation over [ by
an integral to obtain

1 ka—1/2
0 _
) =55 | L, A, (C.26)
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Replacing the period 7; by its expression (C.18), we obtain

2pka’

00(5) = B3ah2 (C.27)

which reads

0 L (2p
) = (h) Ve, (©28)
with V = 47a3/3 the volume of the sphere. We thus recover with this resummation
procedure the Thomas-Fermi term, which corresponds to the first term of the Weyl
expansion, of order 1/h? [124].

In order to find the oscillating term of the density of states, we use the Poisson
summation rule [140]

+o00 b4+-1/2 N
Z fi= ) / / dl e?miml f,. (C.29)
M= — 00 a—1/2

With (C.11b), we thus have

ka— 1/2

Wh Z / . L™ (2] 4+ 1)7,(2) cos [r (@ - %ﬂ)} (C.30)

m=—oco r=1

where we have used the fact that we have v, = 1 conjugated point in r_ and 1, = 1
hard wall at the boundary a. Note that the upper bound of the integral over [ should be
ka according to the Poisson summation rule. However, the integrand is not defined for
[ > ka — 1/2, since the semiclassical Green function at a given energy vanishes outside
of the classically allowed region of the effective radial potential. We can rewrite (C.30)

as
ka—1/2

(e 27rh Z ZZ/ Al (20 + 1)7 ()5 © (C.31)

m=—oco =1 o=+

with the phases

i(e) = 2mml + 7 (% — %ﬂ) : (C.32)

The integral over [ is evaluated by virtue of the stationary phase approximation explained
in Appendix B.3.2. The stationarity condition

0675 )
S| =0 (C.33)
I+
implies, using (C.17), that
Iy +1/2 7
arccos (i> =4 (C.34)
ka T

180



C.2 'Total density of states and Berry-Tabor formula for systems with radial symmetry

Since the inverse cosine function is positive, the above expression imposes that m > 0
and m < 0 for the two families of stationary points [, and [_, respectively. Inverting
(C.34) gives the stationary points

(C.35)

lL = ka cos pim — 2
with 7 = mm /7. The stationarity condition is then only valid if the stationary points
belong to the interval of integration, i.e., [ € ]—1/2, ka — 1/2[. Imposing that condition,
we find that 7 > 2|m/| for the two families of stationary points.

The stationarity condition (C.35) reads h(l+ + 1/2) = pacos @sz, p being the mo-
mentum of the particle of mass p. This guarantees that the trajectories selected by the
stationary phase approximation are the classical trajectories inside the spherical billiard.
Indeed, it is easy to show that the only possible trajectories in the billiard are such that
7 > 2|m| with 7 the number of instance that the particle bounces against the surface
of the sphere, and m the winding number around the center of the sphere. Moreover,
pa cos pi7 is precisely the classical kinetic momentum associated with the trajectory
(7,m), and @z is the bisection of the angle formed by the polygons (7,m). We note
also that Lz = 2Fasin ¢z is the length of the orbit labeled with the indices (7,m),
that we have thus identified with Berry-Tabor’s topological indices [134,135].

Coming back to (C.31), we obtain with the stationary phase approximation

o +o00 : 8%”(5)
OSC i () 1 1+
%hz Z 20, + 1)1y, (e)e /_ dlexp 5o |

=17>2m > Iy

> (C.36)

l2

I

W @ [T | P ()
9, () gl S
m Z SO @+ (e / dlexp | §

m=—00 7>—2m o0

where we have used the change of variables (I — [) — [. Evaluating the two Gaussian
integrals, rearranging the sum over m in the second term on the r.h.s. of the above
expression, and calculating explicitly all terms, we finally obtain

2 ua ka Sin Yz
o5¢( (207 - Dy, C.37
0 A / E ™ sin (207 - coS ( )

m>=1
r>2m

with @z = kLzz + m/4 — 371 /2. Ly and hkLz; are the length and the action of the
classical trajectory (7,m), respectively. With our resummation technique of the angular
momentum restricted density of states, we thus recover the well-known Berry-Tabor
formula for the oscillating part of the density of states of a spherical billiard [124,134,135].

In Fig. C.3, we show the oscillating component (C.37) of the density of states as
a function of ka. We have only retained the triangular and the square trajectories
(3,1) and (4,1): These are the major contributions to the oscillating density of states
[124]. Indeed, those trajectories have, in the Fourier spectrum in real space, the largest
amplitudes. When 7 and m increase, the amplitudes become negligible. The beating
pattern in Fig. C.3 is due to the interferences that occur between the triangular and
square trajectories, as it has been shown in Ref. 133 by Balian and Bloch.
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Figure C.3: Oscillating component of the density of states of a spherical billiard as a
function of ka. We have only retained the trajectories (3,1) and (4, 1).

C.2.2 Disk billiard

A disk billiard is defined by the radial potential (C.12) in the two-dimensional case.
The effective radial motion is governed by the potential given in (C.9). The classical
primitive periodic orbits have v, = v, = 1 since there is one turning point at the (smooth)
kinetic barrier and another at the (hard) wall for » = a. For a given energy ¢ we have
Mmax = V2uea/h = ka. Since the calculations are very similar to those performed in the
case of the spherical cavity, Sec. C.2.1, we will not give all the details of the derivation
leading to the Berry-Tabor formula for the density of states of the disk billiard.

The action and period of the periodic orbit with energy ¢ and angular momentum m
are given by

Sm(e) = 2h [ (ka)?> — m? — marccos <%>} , (C.38a)
rnle) = (kaf - (C.38b)

respectively. The smooth part of the density of states is

Pe= > b= (5)4 (39

M=—TMmax

with A = ma? being the disk area. We have replaced the sum by an integral and obtained
the Weyl part of the density of states. For the oscillating part we make use of the Poisson
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summation rule and write

Mmax

Qosc 27Th Z Z/ mem eoizzﬁﬂ’:(i) (C40)

m=—00 r>1

with the phase

P () = 2mmm + 7 (SmT(S) - 37”) : (C.41)
Consistently with the semiclassical expansions, we perform a stationary phase approx-
imation. The stationary points are given by m = kacos ¢z, with @r; = mm/F and
the condition 7 > 2m > 0, which yields just the classical angular momenta of the peri-
odic orbits labeled by the topological indices (7, m). We then recover for the oscillating
density of states the well-known result [133-135]

2ua’ sin i
0”(e) = ,u mz Z frrm \/;0 cos Di . (C.42)

m=17>2m

where f;5 = 1if 7 = 2m and fr; = 2 if 7 > 2m, ®p5 = kLzz — 3rm/2 + 7/4 and
L = 2Tasin @ is the length of the orbit (7,m). The oscillating component (C.42) of
the density of states is represented in Fig. C.4 as a function of ka. Here, we have retained
the diametral trajectory (2, 1) which gives the major contribution, plus the triangle and
square trajectories, as in the case of the spherical billiard.

We also notice that the quantization of the radial problem leads to the well-known
Keller and Rubinow condition [139]

(ka)? — m? — marccos (%) = (n + Z) : (C.43)

from which the Berry-Tabor formula can be readily obtained. It has to be compared with
the exact spectrum given by the zeros of J,,(ka). As in the case of the spherical billiard,
(C.43) is a very good approximation to the exact quantum mechanical spectrum.

C.2.3 Isotropic spherical harmonic oscillator

The isotropic harmonic oscillator in three dimensions is an integrable system without
hard wall boundaries and therefore the Berry-Tabor quantization is very difficult to
implement. The radial approach that we develop clearly overcomes this difficulty. The
effective potential is
RP(1+1/2)* 1
foN 2,2

VEG (7“) = T + 5,&0& T, (044)
where w is the frequency of the harmonic confinement. At a given €, we have [ =
—1/2+4¢/hw. The classical action is given by S;(¢) = em/w — wh(l+1/2) and the period
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Figure C.4: Oscillating component of the density of states of a disk billiard as a function
of ka. We have only retained the trajectories (2, 1), (3,1) and (4, 1).

is 7 = m/w. Using (C.10) with v, = 2 and v, = 0 (no hard wall) gives the density of
states at fixed orbital momentum

Ql(e):%{l%—Qgcos {7?7: (%‘“%)” (C.45)

For the smooth part of the density of states, the sum over [ can be performed exactly,
but to be consistent with the semiclassical approximation we have to take the limit
e/hw > 1: ¢°(e) ~ &?/2(hw)3. Writing the Poisson summation rule for the oscillating
part and performing a stationary phase approximation, we have the condition on topo-
logical indices 7 = 2m and m > 1. Finally we obtain for the total density of states the
trace formula [141]

2 oo
o(e) = 2(€—hw)3 1+ Qﬁ;(—l)m Cos (27?7%%)] , (C.46)
which has to be compared with the exact trace formula given in Ref. 124, where the
prefactor is shifted by the quantity —1/8Aw, negligible at the (high energy) semiclassical
limit. One also notices that the WKB quantization rule yields the exact quantum
spectrum of the harmonic oscillator: e,; = hw(2n + 1 + 3/2).
In Fig. C.5, we show the number of single-particle states having an energy below ¢,

N(e) = /06 de’o(g'). (C.47)

184



C.2 'Total density of states and Berry-Tabor formula for systems with radial symmetry

1-10* . .

8.10% L
6-10% L
>

4-10% +

2.10% +

0 L L | L | L
0 10 20 30 40

e/hw

Figure C.5: Number N of single-particle states of a three-dimensional harmonic oscil-
lator having an energy smaller than ¢, as a function of ¢/Aw. It is plotted
for m up to Mmupax = H0.

With (C.46), we have

Ne) = % <%>3 (C.48)
+ mzl i(;?;} {27%1% cos <27r7’n%> + {2 <7T77~”L%)2 — 1} sin (2#771%) } :

It reproduces very accurately the quantum mechanical spectrum of the three-dimensional
isotropic harmonic oscillator. As expected, the single-particle states are separated by an
energy hw. Moreover, the semiclassical trace formula (C.46) reproduces the degeneracy
of a state |n,l, m) of the spherical harmonic oscillator in three dimensions.

In this appendix, we have demonstrated the usefulness of the radial decomposition
for the semiclassical expansion of the density of states. Even in the case of degener-
ate classical periodic trajectories, one is able to find the semiclassical density of states
by using the appropriate symmetry of the system, without requiring the action-angle
quantization of Berry and Tabor.
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Appendix D

Second-order perturbation theory:
Fermi’s golden rule

Je cherche I'or du temps.

(André Breton, 1896-1966, in
Discours sur le peu de réalité)

In this appendix, we present the second order perturbation theory that we use in our
determination of the linewidth of the double plasmon, as well as for the ionization rate
via the second surface plasmon state in Chapter 7. The second order time-dependent
perturbation theory will yield the Fermi golden rule of (7.1).

Our goal is here to solve approximately the time-dependent Schrodinger equation

ihlg(t)) = (Ho+ AH,) [4(t)) (D.1)

in the limit A < 1.! In our special case of interest, i.e., the decay of collective excitations
in metallic nanoparticles, we identify Hy = Hep + Hyel, while AH, = H, is the coupling
Hamiltonian between the center-of-mass system and the relative coordinates. Assuming
that Hy|n) = e,|n), the general solution of (D.1) is given by

(1)) = Y calt)e™ ") (D.2)

n

where the time-dependent coefficients ¢, (t) remain to be determined. If the perturbation
vanishes, i.e., A = 0, we have ¢,(f) = ¢, which is independent of time. For A < 1, we
thus assume |¢,(t)| < 1.

Inserting the general solution (D.2) into the Schrodinger equation (D.1), and doing
the scalar product with a state |m) ({m|n) = d,,,), we obtain

ihém(t) = XD (m|Hyln)er'e,(t) (D.3)

IThe dot denotes the derivative with respect to the time ¢.
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with Wy, = (€, — €,)/h. Making the perturbative assumption
cn(t) = 9+ XD (t) + XD (1) + O(N?), (D.4)

and solving order-by-order, we get the evolution

ihel) (1) = (m|H,y|n)emmtel), (D.5a)
ihe (1) =Y (m|Hy[n)em'eD(t), (D.5b)

n

for the first- and second-order coefficients, respectively.

Let us now assume that for ¢ < 0, there is no perturbation, and the system described
by Hj is in its initial state |i). The perturbation is switched on at t = 0, until the time
7 for which it is switched off. The question we address is then: What is the probability
to find the system in the final state |f) after the application of the perturbation? If we
work in a case where the first-order processes are suppressed, i.e., cgcl) = 0, and under
the assumption that the final state is nondegenerate, the transition probability is simply
|c§c2)(7') .2 Integrating the equations of motion (D.5) with the initial condition A =6,
we obtain
21 sin® (wyT/2)

w2 (wp/2)°

In the above equation, we have neglected a highly oscillating term as a function of n,
which is vanishing once the summation over n is performed.

We now assume that the time 7 over which the perturbation acts is sufficiently large
compared to the inverse difference in energy between the initial and final state wy; to
guarantee Heisenberg’s uncertainty principle. In practice, taking the limit 7 — oo in
(D.6), we obtain

2

Hyln)(n|Hp|t
Z(fl [n){n|Hp|i)

& —¢&n

(D.6)

2

Hyn)(n|Hp|t
Z(fl () (n| Hp2)

& —¢&n

(D.7)

n

We have used the well-known identity [78]

.2
. [esin®(x/e)
=lim | ———— D.
3(a) =l | <219 08)
to obtain this result.

The rate 7}2) of the second-order transition |i) — |f) is given by the derivative of
(D.7) with respect to 7. If one has several possible final states, one has to sum over all
those states to obtain the rate

@) _ 27

€ —¢&n

f

n

2We have set A = 1 for convenience.
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given by Fermi’s golden rule to the second order in the perturbation H,. In the specific
example of the Landau damping rate of the double plasmon state, we use |i) = |2, [;a),
In) = |1, F!,)) and |f) = |0, Fia1) to finally obtain the golden rule (7.1).
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