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Resumen

Esta tesis aborda la cuestion de coémo la luz, o con mas generalidad, la radiacion
electromagnética, interactiia con la materia. En nuestra vida cotidiana estamos
rodeados de ondas electromagnéticas que cubren un amplio rango de energias
desde las ondas de energias bajas, asociadas a las senales de radio, pasando por las
microondas que calientan nuestra comida, y los rayos-x que ayudan a diagnosticar
una pierna rota, hasta llegar a la luz que desvela la belleza del mundo a nuestros
propios ojos. El ser humano ha sentido desde siempre fascinacion por los milagros
luminosos de la naturaleza que incluyen desde los agudos destellos producidos por
descargas eléctricas en el cielo, hasta los relampagos, o los colores vivos del arco
iris. A lo largo de la historia, la humanidad ha desarrollado un control de la luz
gracias a distintas herramientas 6pticas que incluyen los telescopios que nos abren
la puerta al universo, o los microscopios que nos permiten descifrar la intrincada
estructura de la materia, base del mundo que nos rodea, asi como de nosotros
mismos.

El color de la luz, es decir, las propiedades de su espectro, no solo complace
nuestra vista, sino que también permite analizar la estructura quimica de la
materia mediante la espectroscopia. Tras iluminar una sustancia desconocida
(la muestra), y detectar la luz transmitida o emitida para cada longitud de
onda (color), es posible identificar las huellas espectrales caracteristicas de los
elementos quimicos que constituyen dicha muestra, y de esta manera, descifrar
la estructura de la misma. Por ejemplo, las vibraciones de las moléculas, al
ser expuestas a radiaciéon electromagnética, pueden absorber ondas infrarrojas
(energia ~ 100meV) o, al ser iluminadas con luz visible (energia ~ 1eV), dar
origen a picos de la senal vibracional tipo Raman en el espectro de dispersiéon. La
materia iluminada también puede emitir fotones (fluorescencia) que encuentran
aplicacion en microscopia [1-3] y espectroscopia moderna [4], asi como en campos
maéas exdticos como la computacion quantica.

Muchos de los logros de la 6ptica moderna y la espectroscopia de la luz son
posibles gracias al hecho de que la luz interactia con la materia. La refraccion de
la luz en el cristal de una lente 6ptica, al igual que el reflejo de la luz en un espejo
encuentran sus origenes en la escala microscopica, donde los electrones y los nicleos
que forman la materia intercambian cuantos de energia con los fotones del campo
electromagnético incidente y emitido. Con el desarrollo de la nanotecnologia, ha
sido posible lograr un control de la interaccién entre la luz y la materia a una
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Resumen

escala menor que la longitud de onda de la luz visible (Ayis = 400nm - 700 nm).
Por ejemplo, la técnica de microscopia éptica de barrido por dispersién del campo
cercano (s-SNOM) utiliza puntas metalicas de unos pocos nanémetros de radio que
concentran el campo cercano de la luz por debajo del limite de difraccién de Abbe,
el limite teodrico de los dispositivos 6pticos habituales. Por otro lado, el desarrollo
de metasuperficies con estructura nanomeétrica ha permitido manipular la fase de
la luz de una manera controlada y, de este modo, construir dispositivos 6pticos de
dos dimensiones que presentan propiedades 6pticas que a menudo superan las de
los elementos 6pticos convencionales [5].

Cuando la luz interactiia con los electrones de la banda de conduccién de
metales contenidos en nanoparticulas de dimensiones que apenas alcanzan una
fraccion de su longitud de onda, la luz es capaz de excitar resonancias colectivas
del gas electronico en las interfases metal-aislante, conocidas como plasmones
superficiales. Estas resonancias constituyen oscilaciones de carga eléctrica en
la superficie del metal que dan origen a campos electromagnéticos localizados
en su proximidad. Los campos electromagnéticos asociados a estas resonancias
presentan amplitudes especialmente intensas en ciertas regiones denominadas hot
spots (puntos electromagnéticos calientes) que son m’as acusados, por ejemplo,
en huecos estrechos entre las superficies de dos particulas cercanas, donde la
interaccion de Coulomb entre las densidades superficiales de carga de las dos
particulas es méas fuerte, produciendo, por tanto, una especial concentracion de
la carga plasmonica en dicha region (efecto nanoantena). Los plasmones de estas
antenas metélicas (particulas plasmonicas) [6] interactian muy eficientemente con
los fotones incidentes, y de esta manera, facilitan la interaccion entre el haz de luz
incidente y cualquier muestra (moléculas por ejemplo) localizada en la proximidad
de la superficie de la antena. Este mecanismo de aumento de la senal da lugar, por
ejemplo, a un aumento de la huella espectroscopica vibracional incluso de una sola
molécula en la senial de dispersion Raman aumentada por superficie (SERS) [7-19]
alcanzando varios 6rdenes de magnitud de aumento. El hallazgo del mecanismo
de aumento electromagnético de la senial de SERS ha causado un gran desarrollo
del campo de la plasmoénica que, desde entonces, ha experimentado un gran auge.
La capacidad de los plasmones de absorber la luz y producir calor ha logrado
aplicaciones practicas que incluyen la termoterapia inducida por plasmones, o el
desarrollo de nuevos métodos de purificacion del agua [20]. Se ha demostrado
que la excitacion de plasmones es capaz de provocar o inhibir reacciones quimicas
de moléculas situadas en las inmediaciones de superficies metélicas a través de
varios mecanismos que incluyen el calentamiento local plasmoénico, la generacién de
electrones calientes [21], o la modificacion de la naturaleza de los estados quanticos
de las moléculas tras el acoplamiento fuerte entre la luz y las nanoparticulas
metélicas [22].

Las particulas plasmonicas han sido disenadas, entre otros, para mejorar
el rendimiento de las espectroscopias Opticas e infrarrojas [23] como en SERS,
en espectroscopia infrarroja aumentada por superficie (SEIRS) [24-39] o en
fluorescencia aumentada por superficie (SEF). Aunque todas estas técnicas, SERS,
SEIRS y SEF, aprovechan del aumento del campo cercano producido por las
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particulas plasmoénicas, el aumento plasmoénico desempena en cada caso un papel
diferente, que revisamos sucintamente a continuacion.

En el caso de la técnica de SERS, las antenas plasmoénicas simultdneamente
acttan como (i) receptor de la radiacion electromagnética, y (ii) emisor de la luz
dispersada por las moléculas. Este mecanismo de dispersiéon resulta, por tanto,
en un aumento total de la senal Raman producida en SERS, %Zs, de la siguiente
forma:

L 2] St |2 L |2

%St X | inc| |finc| X |Einc| . (1)
—_— =
Aumento Intensidad
plasmoénico incidente

En la expresion anterior fl y f5' son el aumento del campo eléctrico cercano

producido por las antenas plasmonicas en la posicion de la molécula a la frecuencia
de la luz incidente y de la luz emitida, respectivamente, en forma de fotones Stokes
de energia mas baja (dispersodas ineldsticamente), y EL_ es el campo eléctrico
asociado con la luz incidente.

En segundo lugar, en el caso de SEIRS, la situacion es diferente a la de SERS,
porque en la técnica de SEIRS la frecuencia del campo emitido por la muestra
coincide con la del campo dispersado por la antena plasmonica (este caso se
describe como dispersion elastica de la luz). Dado que la luz dispersada tanto
por la antena como por la muestra llevan la misma frecuencia, no es posible
discernir la senal de la antena de la senal originada por la muestra mediante
métodos espectroscopicos como en SERS, sin embargo, el detector registra la senal
compuesta por las dos contribuciones de manere combinada. Si la respuesta de
la antena es conocida, las huellas espectrales de la muestra aparecen encima de
las de la antena en forma de interferencia que puede reducir o aumentar la senal
detectada, dependiendo de las condiciones de la interacciéon. Se puede demostrar
que las huellas especificas de la muestra que aparecen en la senal, &4 g, registrada
en el detector, pueden ser expresadas de la siguiente forma:

C

L2 L |2

JZ{AS X |fp1| X |Einc| ’ (2)
——
Aumento Intensidad
plasmoénico incidente

donde fg;l es el aumento del campo cercano plasmoénico responsable de la
interaccion entre la antena y la muestra.

Finalmente, la técnica de SEF es diferente a las descritas anteriormente ya que
la excitacion de los estados electronicos de la molécula en este caso, no tiene por
qué tener un origen 6ptico, es decir, la luz emitida puede resultar de la excitaciéon
puramente eléctrica de un estado electrénico molecular [40]. En el marco de la
fisica quéntica, una vez excitado, el estado electronico de la molécula comienza
a decaer y, durante ese proceso, es capaz de excitar los estados de los modos
electromagnéticos de la luz y de los plasmones de las estructuras metélicas cercanas
ala molécula. Cuantos mas estados electromagnéticos interacttien con la transicion
electronica de la molécula, mas alto es el ritmo de decaimiento del estado excitado.
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Los plasmones pueden acelerar este proceso de decaimiento de una manera muy
eficiente gracias al aumento del campo cercano, que crea un entorno con alta
densidad local de estados electromagnéticos (LDOS).

Pese a la rapidez de la transferencia de energia de la excitacién molecular a
los plasmones, no toda la energia se transforma en luz emitida hacia el campo
lejano donde pueda ser detectada. Gran parte de dicha energia se pierde por
culpa del decaimiento plasmoénico no-radiativo que la convierte en calor producido
en el metal. Por tanto, durante el disenio de las estructuras plasmoénicas para su
utilizaciéon en SEF, es imprescindible no s6lo optimizar el aumento del decaimiento
electronico, sino también procurar evitar las pérdidas plasmoénicas.

En esta tesis se abordan varios aspectos de la interaccion entre plasmones
y excitaciones moleculares con énfasis en la espectroscopia aumentada por los
plasmones. En la Partel de la tesis se establece la base tedrica tanto de la
descripcién quantica, asi como de la cléasica, de las excitaciones estudiadas. Esta
parte también dedica un apartado importante a la introduccién de la teoria
de sistemas quanticos abiertos que son ampliamente aplicados en los capitulos
posteriores de la tesis.

En la ParteIl de la tesis se desarrolla y utiliza la teoria dieléctrica clasica més
alla de lo introducido en la Partel referente a la metodologia en el contexto de la
espectroscopia infrarroja, SEIRS. Se presenta un modelo analitico sencillo, pero
muy Tutil, para describir la interacciéon entre el modo plasmoénico de una antena
metalica y una excitacion vibracional molecular en muestras situadas encima de la
superficie de la antena. Se analiza el espectro de extincion de la radiacion infrarroja
de dicho sistema (habitualmente medido en modo de transmision) separando las
contribuciones que provienen de la dispersion y de la absorcién del haz incidente.
Asi mismo, se explora como el contraste de las huellas espectroscopicas de las
moléculas viene determinado por la absorcion y la dispersion de la radiacion en la
plataforma plasmoénica, es decir, la antena. Las antenas més grandes son capaces
de dispersar la radiacion de manera mas eficaz de lo que la absorben, por lo que
en esta parte, se disefia una serie de antenas lineales de diametros y longitudes
diferentes, de manera que la resonancia dipolar de éstas se encuentre a la misma
frecuencia que la excitacién vibracional, y se estudia la respuesta espectral tanto
de la antena cubierta con las moléculas como sin ellas. De manera notable, se
demuestra empiricamente que los sustratos formados por antenas que dispersan y
absorben la radiacion con eficiencias parecidas proporcionan el contraste 6ptimo
de las huellas espectroscopicas de la muestra [37]. Este resultado tiene una
importancia practica para el diseno de los sustratos plasmoénicos de cara a su
utilizaciéon en SEIRS.

En la Partelll se estudia la interacciéon entre plasmones localizados y
excitaciones electréonicas en moléculas localizadas en la proximidad de antenas
metalicas. En el Capitulob se examinan los detalles microscopicos del
acoplamiento entre plasmones de particulas metélicas, capaces de localizar el
campo electromagnético en la escala de un solo atomo, y las excitaciones
moleculares. En esta situacion se cuestiona la aproximacion por la que la molécula
se describe como un dipolo puntual que interactiia con el campo electromagnético
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Resumen

de la cavidad, considerado a su vez homogéneo a lo largo de toda la extension
espacial de la molécula. Se identifican situaciones en las que la descripcion puntual
de la molécula no resulta valida y se muestra como se puede aprovechar esta
situacion para obtener més informacion sobre las moléculas. Por ejemplo, se
pueden poner las moléculas objeto de estudio en proximidad a la punta de un
microscopio de efecto tinel de modo que la punta del microscopio y el sustrato
formen una cavidad plasmoénica. De esta manera, mediante el desplazamiento de
la punta respeto a la molécula y la medicién de la respuesta 6ptica de la cavidad,
esta configuracion puede proporcionar informacion espacial sobre el acoplamiento
plasmon-exciton de alta resolucion, y de esa manera, permitir ver la estructura
de la distribucién de carga asociada con dicha excitacion molecular. Finalmente,
se muestra tedricamente que la inhomogeneidad de los campos electromagnéticos
puede dar lugar a una ruptura de las reglas de selecciéon 6pticas, y hacer que las
transiciones electrénicas moleculares de caracter cuadrupolar interactien con la
luz.

Si el acoplamiento entre las excitaciones de las moléculas y los plasmones supera
las perdidas intrinsecas del metal y de las excitaciones de la molécula, los plasmones
y los excitones forman nuevas excitaciones hibridas, llamadas polaritones (o
plexcitones). Los polaritones han atraido mucho interés por sus propiedades
especiales que permiten, entre otras, la transferencia de energia a larga distancia, la
condensaciéon de excitaciones, la emisién estimulada, y la generacién de reacciones
quimicas. En el Capitulo 6 se hace un estudio de la emision de luz originada por los
polaritones previamente excitados con un laser monocromatico. En este capitulo
se demuestra tedricamente la importancia de la interacciéon entre los polaritones
y las vibraciones internas de las moléculas, demostrando que las vibraciones dan
lugar a una transferencia incoherente de energia entre los polaritones, y por tanto a
una poblacién incoherente predominante de los polariténes de baja energia. Como
consecuencia de este hecho, los espectros de luz emitida por polaritones plasmon-
exciton muestran con frecuencia una asimetria espectral, tal y como se demuestra
en varios experimentos.

Las vibraciones moleculares pueden desarrollar un papel activo, que va mas alla
del rol pasivo discutido anteriormente, por ejemplo en la induccién de reacciones
quimicas. Es, por tanto, deseable controlar de manera activa el estado de las
vibraciones moleculares. En la ParteIV (Capitulo7) de la tesis se explora el
posible uso del mecanismo de espectroscopia de dispersion Raman aumentada por
superficie como herramienta que permita controlar las vibraciones moleculares.
Para describir teoéricamente la dindmica del proceso Raman, asi como la dinamica
de las vibraciones, se adoptan métodos de la optomecénica cuantica, centrandonos
en el régimen en el que la molécula es estimulada por un laser resonante con una
de sus transiciones electronicas - proceso Raman resonante. Se identifican las
condiciones de iluminacién externa que resultan en un aumento de las poblaciones
de las vibraciones mediante el proceso de estimulacién optomecanica. FEn el
régimen resonante, dicho proceso puede ser selectivo con respeto a la energia de las
vibraciones moleculares, por tanto, el proceso Raman resonante puede posibilitar
el control selectivo de una vibracion molecular especifica deseada, y dar lugar
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Resumen

a un aumento de su poblacién para, de esta manera, influir en su reactividad
quimica. Los procesos optomecéanicos dejan sus huellas en los espectros de luz
inelasticamente dispersada, por ello, en el Capitulo7 de la tesis, se elabora una
descripcion teoérica detallada de los espectros de luz emitida por estos sistemas y
se identifican efectos novedosos de interferencia e incluso de divisiéon de los picos
de los espectros. Por ultimo, la tesis aborda la descripciéon de situaciones mas
exo6ticas en las que la estructura electréonica de la molécula es modificada por
un laser intenso, o debido al acoplamiento fuerte entre el exciton molecular y
el plasmoén de la particula metéalica. En estas situaciones la modificaciéon de la
estructura electréonica de la molécula induce la interaccion electron-vibracion en
la misma, la cual puede ser interpretada como una ruptura de la aproximacion
de Born-Oppenheimer con la consiguiente influencia en la reactividad quimica del
sistema.

En resumen, los capftulos de esta tesis tratan sobre la interaccién entre
las excitaciones moleculares, los plasmones y la radiaciéon electromagnética, en
un amplio abanico de situaciones que incluyen la interaccién entre vibraciones
moleculares y radiacion infrarroja, asi como la excitacion y emisiéon de transiciones
electronicas en moléculas colorantes. Para describir la interacciéon luz-materia se
desarrollan tanto herramientas clasicas como la teoria cuantica. Algunos resultados
de esta tesis, tales como la optimizacién de la senial producida en la espectroscopia
infrarroja aumentada por superficie, tienen importancia practica directa, otros
resultados apuntan a aspectos més fundamentes de la interacciéon entre luz y
materia. Los detalles de la compleja dinamica de las vibraciones moleculares bajo
estimulacién 6ptica, o la dinamica de la emisién de luz involucrando los estados
hibridos de luz y materia, es decir, los polaritones, pueden servir como claros
ejemplos de este ultimo aspecto. Los resultados de esta tesis aspiran a servir
como inspiracién de futura investigacion tedrica y experimental adicional sobre los
fen6menos en ella descritos.
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Chapter 1

Classical and quantum
description of plasmons in
small particles

The plasmon is defined as a quantum of a collective excitation of the electron
gas. In this chapter we introduce the concept of plasmon from the classical theory
of electromagnetism and quantize the oscillations of the electron gas using the
canonical quantization procedure. To that end we first briefly review the classical
electromagnetic theory of light scattering in dielectric media. This more than
hundred-years-old classical approach developed by James Clerk Maxwell proves
useful and accurate to describe the complex electromagnetic interaction between
extended plasmonic antennas and their dielectric environment. In this classical
linear-response theory, plasmons appear as resonances of the metallic structures
described by their respective dielectric function. We employ Maxwell’s equations
to describe the process underlying surface-enhanced infrared spectroscopy in
Part I of the thesis.

Further, we simplify the full machinery of Maxwell’s equations by describing
the interaction of light with small particles. To that end we exploit the concept
of volume-integral equation for electromagnetic-field scattering that yields an
insightful scheme for analytical modelling of the spectral response of small
particles. By assuming that retardation effects connected with the finite speed
of light are unimportant in certain circumstances, we introduce the quasi-static
approximation which allows for a precise definition of localized plasmonic modes
and opens the path towards their canonical quantization. We employ the canonical
quantization of plasmons to study the interaction of particle plasmons with
electronic transitions (excitons) in organic molecules in Parts III and IV of the
thesis.



Chapter 1. Classical and quantum description of plasmons in small particles

1.1 Maxwell’s equations

The dynamics of interacting charged particles and electromagnetic fields is
described by Maxwell’s equations [41-44]. These equations are formulated
as macroscopic equations that describe the dynamics of electromagnetic fields
in materials described by their dielectric response. For further convenience
we use here Maxwell’s equations in the Fourier domain, where the harmonic
time dependence e~ '“! of the fields is assumed even though some numerical
implementations of Maxwell’s equations, such as the Finite Differences in Time
Domain (FDTD) method employed in the thesis, use the time-domain formulation.
The electric charges and currents that emerge due to the dielectric response, both
bound charges and bound currents, are incorporated into the effective response
of the material as constants such as the frequency w and position r dependent
dielectric function e(w,r) and the relative permeability p(w,r). Here we have
implicitly assumed that the material response is isotropic, local in space and
nonlocal in time. The material response functions thus depend only on the position
r and on the frequency w of the respective Fourier component of the field. On
the other hand, the external charge density pext and current density Jexy can
serve as sources of electromagnetic radiation in the dielectric environment. In the
Fourier domain, Maxwell’s equations for the electric field E(w,r), the magnetic
field B(w,r), the electric displacement field D(w,r), and the magnetic H-field
H(w,r) read

V x E =iwB, (1.1)
V xH = —iwD + Jext, (1.2)
V.D =Pt (1.3)
€o
V-B=0, (1.4)
and the respective fields are related via the relations
D =¢E+P, (1.5)
1
H=—B-M, (1.6)

Ho

where P and M are the macroscopic polarization and magnetization density,
respectively, po is the magnetic permeability and ¢y the electric permittivity
in vacuum. In the linear-response regime P and M are connected with the
electromagnetic fields via e(w,r) and p(w,r) as:

P =¢le(w,r) — 1]E, (1.7)
M = polpa(w,r) — 1JH. (18)

From now on we assume that the materials in question do not exhibit any magnetic
response and therefore p(w,r) = 1 in the whole space. Furthermore, we are

4



1.1. Maxwell’s equations

interested in solutions of Maxwell’s equations in regions without any free charges
or currents. In such a case, Maxwell’s equations can be rearranged into the form
of the volume-integral (Lippmann-Schwinger) equation:

E(w,r) = Eex(w, 1) + k2 ///G(w,r,r’) [e(w, ') — 1] E(w,r)d®, | (1.9)

where k = w/c with ¢ = 1/,/Eofig the speed of light in vacuum, Ecy; is an external
(incident) electric field that drives the system and can be generated by distant
external stimuli, and G(r,r’,w) is the dyadic Green’s function that is a solution
of the equation

V xV x G(w,r,1') — k?G(w,r,r’) =I5(r — 1), (1.10)

with I the identity tensor and §(r — r’) the Dirac’s delta, and assuming radiation
boundary conditions [44]. More explicitly, G(w,r,r’) in a vacuum reads:

G(w,r, ') = (1.11)

MR I( RR—1Y, 3-3ikR - kR’RR
ATR k2R k2R? R% |’

where R = r — r’ connects the source point r’ with the observation point r, and
R =|R|.

Equation (1.9) is the basis for the numerical method, the so-called discrete
dipole approzimation (DDA), to solve Maxwell’s equations, which results from
the discretization of the volume integral of the right-hand side of the equation.
Nevertheless, the Lippmann-Schwinger equation also sheds light on some more
general properties of light scattering on particles, which we apply in Chapter4
to describe light scattering on plasmonic antennas electromagnetically interacting
with thin layers of dielectric samples.

Before we proceed with the treatment of light scattering on small particles we
discuss the so-called quasi-static approrimation of the Maxwell’s equations often
employed to simplify the complex electromagnetic scattering problem.

1.1.1 The quasi-static approximation

In certain situations retardation effects of the electromagnetic fields caused by
the finite speed of light do not play a significant role. Those situations are
usually occurring when the size of the structures is considerably smaller than the
wavelength of light. The complex machinery of Maxwell’s equations then simplifies
to solving the scalar Poisson’s equation for the quasi-electrostatic potential in the
quasi-static approximation.

The quasi-static approximation is obtained in the classical theory of
electromagnetism in the limit when the speed of light is set to infinity, ¢ — oco.
The solution for the electric field can then be obtained from the quasi-electrostatic
equations which can be derived, for example, from the Lippmann-Schwinger
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equation [Eq. (1.9)] by taking the limit k& — 0;

E(r) = Ecx( // K(r,r') ') — 1] E(r')d®, (1.12)

with the quasi-static dyadic kernel

1 3RR

Equation (1.12) expresses the intuitive fact that the electric field induced by each
polarized element of matter is distributed as the field around a static point dipole
P(r)d®r = gy [e(w,r) — 1] E(r)d®r that is self-consistently acting on the material
and producing the total material polarization. The quasi-static approximation
further allows for formulating the electromagnetic scattering problem in terms of
the quasi-static electric potential ¢ that generates the quasi-static electric field,
E=-Vo.

The quasi-static fields are solutions of Poisson’s equation:

V2p = Dot (1.14)
€0

where pyor = —V P+ pext is the total charge density including the induced charges
due to the material polarization, p;j,g = —V - P, and to the external charges pext.

The solution of Poisson’s equation can be found using a variety of numerical
and analytical methods, including the quasi-static DDA based on Eq.(1.12) or
the boundary-element method (BEM)[45, 46] based on the boundary-integral
formulation of Poisson’s equation. The boundary-integral formulation of the
theory is particularly useful in the description of the quasi-static modes of
finite dielectric (metallic) particles. In its numerical implementation, BEM also
allows for significant computational simplification as only the interfaces separating
homogeneous materials (i.e. the particle boundaries) have to be discretized,
compared to the volume-integral approach where the whole three-dimensional
particle volume has to be discretized.

In the framework of the boundary-integral formulation, the surface charge o
of the particle composed of a homogeneous material described by the dielectric
function e surrounded by a vacuum, related to the particle polarization as
o(s) = ng - P(s), fulfils the equation:

1 Obex
/ F(s,s)o(s')d?s’ — 27 +€a(s) _ 9P (1.15)
OV 1—¢ on
with F(s,s’) = —nlss'(fis_,‘i) for s # s’ and ng the outer surface normal at point

s of the surface. The integral is evaluated over the particle surface dV;,;. The
inhomogeneous term on the right hand side of Eq. (1.15) is the surface derivative
of the external potential, ¢eyt, imposed on the particle due to the external charges
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Pext ag:(t =g+ Vext (S)

We use the quasi-static approximation to discuss plasmonic excitations in
metals and define the plasmons as self-sustained oscillations of the conduction
electrons in metals as obtained either from the boundary-integral equation
[Eq. (1.15)] or from the volume-integral equation [Eq. (1.12)] in Section 1.2.1.

1.1.2 Interaction of light with small particles

The Lippmann-Schwinger equation [Eq. (1.9)] allows for a particularly insightful
treatment of light scattering on particles of small size compared to the wavelength
of the incident radiation. In such a case, the integral relationship for the total field
at the position of the particle approximately simplifies into the algebraic form

3

k
E(r,w) ~ Eex(r,w) +1—

o Vpar [e(w) — 1] E(w,r) — L - [¢(w) — 1] E(r,w), (1.16)

where Vpar is the volume of the particle, e(w) is the dielectric function of the
particle, and we approximate the dyadic Green’s function via its regular part at
the origin:

k

Im {G(r,r,w)} = T, (1.17)

and its singular part which yields the depolarization factor L [47]:

1 NgeR 9
L—— d2%s. 1.18
w ], e (118)

Here the integral is evaluated over the surface of the particle with the outer
normal ng and with eg = R/R the unit vector centred at a fixed point r’ and
pointing to point s on the particle surface. We note that the depolarization
factor in Eq.(1.18) emerges already from the solution of the quasi-static form
of the Lippmann-Schwinger equation [Eq.(1.12)] and is therefore not influenced
by retardation effects [48], which we have neglected for simplicity. The external
field Eqyt determines the polarization density P in the particle, via Eq. (1.16), as

P =¢p[e(w) — 1] E, (1.19)

which can be integrated to yield the total dipole moment induced in the particle.
By assuming an homogeneous polarization of the particle’s volume, the induced
dipole moment becomes:

P = VoarP = a - Eey, (1.20)
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where we have defined the (radiation-corrected) polarizability « of the particle:

a=—0 (1.21)
1 - 671'80 ao
with the quasi-static polarizability:
e(lw)—1I
=ecoVpur "= 1.22
X0 =0 par o) L + 1 (1.22)

The quasi-static polarizability determines the response of the particle to the
field that is homogeneously polarized across the particle volume. Thus, in
this framework only the lowest dipolar excitations of the particles contribute
to the polarizability given by Eq.(1.21). Nevertheless, if the external field Eqy;
considerably varies in space over the particle’s dimensions, the role of higher-order
modes become important. We discuss a more general approach to the description of
particle’s excitations in Section 1.2.1, where we describe the emergence of collective
plasmonic modes in metallic particles.

The polarizability of a small particle given in Eq. (1.21) holds information about
the particle shape, contained in L, about its material via the dielectric function
g(w), and about the particle size via the radiation correction. The value of L
also determines the frequency of the particle’s optical resonances via the condition
(e —1)L; + 1 = 0, where L; is an element of the depolarization tensor written in
its diagonal form. Since L; are real positive numbers, L; € (0, 1), the resonances
of the particle appear only if ¢(w) < 0 for some value of w. We give examples of
such dielectric functions when we discuss plasmons in Section 1.2.1 and phononic
materials in Section 4.2.

1.1.3 Absorption, scattering and extinction of small
particles

Upon illumination by an external electromagnetic field the particle absorbs the
incident light and its induced oscillating dipole moment radiates the scattered
electromagnetic field. Both of these processes contribute to the loss of energy
carried by the incident electromagnetic field and give rise to extinction of the
incident light by the particle (as schematically shown in Fig.1.1). The extinction
can also be interpreted as the power that the incident field exerts upon the induced
currents in the particle. The latter interpretation allows for a simple and intuitive
derivation of the extinction cross section of a small particle.
The average power exerted by the incident field on the particle is given by

1
Py = 5/// Re{ Jing - Eex } d°r, (1.23)
Vi

par

where Jinq is the induced-current density inside the particle and the integration
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V\/,/l Scat. J\’\/
Particle
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§ Detector
Source

Ext.=Scat.+Abs.

Figure 1.1: Schematic depiction of absorption, scattering and extinction of light on a small
particle. The particle is illuminated by a source and the transmitted light is recorded by
a detector. Upon illumination, the article absorbs the incident light (schematically shown
by the blue arrow) and scatters the light to the far field (black arrows). The scattered
and absorbed contributions are removed from the incident beam, together yielding the
total extinction of the transmitted light.

is performed over the particle volume, Vj,y. Equation (1.23) can be compared to
the expression of the absorption inside of the material:

1
P = 5// Re{ Jing - Etor} d°r, (1.24)
\%

par

where the external electric field, Eqyt, is replaced by the total (i.e. external plus
induced) field, Et, inside the particle. The scattered power, Ps,, is then obtained
from the sum rule Ps., = Poxt — Pabs- The induced current density is connected
with the polarization density inside of the particle as Jing = —iwP and assuming a
homogeneous polarization of the particle leads to the following expression for the
power dissipated due to absorption, scattering and total extinction:

Pabs = O—absIO» (125)
Pyca = 0scalo, (126)
Pext = 0extlo, (1.27)

where Iy = ceg|Eext|?/2 is the intensity of a plane wave and aps, Osca and Oext
are the absorption, scattering and extinction cross sections, respectively. For a
point-like isotropic particle these expressions become [49, 50]:

k a|?
abs = —1 —, 1.28
Tabs o m{ap} ‘ao ( )
£ o (1.29)
Osca — Q| = Oext — Oabs; .
S 67'('8% t bs
k
Oext = —Im{a}, (1.30)
€0

The Egs. (1.28) to (1.30) are consistent with the laws of energy conservation
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as they include the effect of the radiation reaction introduced by the total
particle polarizability a compared to the quasi-static polarizability . When the
particles are small, the scattering cross section becomes negligible compared to the
absorption. In such a situation the absorption and extinction become practically
identical as a &~ g, and the quasi-static approximation applies.

Last, we note that although the expressions for the particle polarizability
[Eq. (1.21)] have been derived assuming that the particle consists of a homogeneous
material, the results of this section can be generalized to more complicated systems
as we show in Chapter 4 where the working principle of surface-enhanced infrared
spectroscopy is discussed.

1.2 Plasmons

The free-electron gas has been in the focus of solid-state physicists already
since early 1900’s, when the Drude-Lorentz model of electrical conductivity was
proposed [51, 52]. Surprisingly enough, the physical behavior of the electron
gas, an inherent many-body system of electrons interacting via the long-range
Coulomb force, is in many ways well described by models assuming independent
non-interacting electrons. This independent-electron picture happens to be so
successful thanks to the screening of the electron-electron interaction in metals
which effectively causes that the electrons avoid each other and their collisions are
therefore suppressed to a large extent. Nevertheless, the low-energy excitations of
the electron gas often show a collective character where the electron gas behaves
as an elastic body due to the long-range electron-electron interaction [53-59].
Such excitations are called plasmons and we devote the following chapters to their
description within the framework of the classical and quantum models.

1.2.1 Classical description of plasmons in a Drude-like
metal

The simplest classical description of the optical response of the free-electron gas of
density N, charge e and (effective) mass m,. in metals is provided by the Drude
dielectric function. The Drude model assumes that the conduction electrons in
a metal freely propagate except when they collide with the positive nuclei of the
metal atoms. These collisions are instantaneous and give rise to a damping rate 7.
The resulting dielectric function of the metal is the well-known Drude dielectric
function:

w2

=1-— 1.31
c w2 +iyew’ (1.31)

with the plasma frequency w, = \/Nee?/(ggme).

The collective plasma excitations inside a metallic particle described by the
Drude dielectric function, the plasmons, can then be described as self-sustained
oscillations of the polarization density P(r) inside the metal. At this stage

10
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Figure 1.2: Schematics of (a) longitudinal bulk plasmons, (b) surface plasmon of a planar
metal-vacuum interface and (c) localized surface plasmon in a metal, all of them described
by a dielectric function . (a) The bulk plasmon is a longitudinal oscillation of free-
electron gas polarization P in a bulk metal. (b) The surface plasmon is a wave of surface
charge o propagating along the metal-vacuum interface [vacuum in region (I) and metal
in region (II)]. (c) The localized surface plasmon is a surface-charge oscillation confined
to the boundary of a metallic particle.

of description we do not consider any interaction of the electrons with the
(transverse) electromagnetic fields of vacuum and we include only the longitudinal
electron-electron interaction [60], as it is commonly done in the many-body
theory of solids. In other words, we treat the plasmons within the quasi-static
approximation (Section1.1.1). Below we examine some canonical examples of
plasmonic excitations that can be found in the bulk, and on metal-vacuum
interfaces.

Bulk plasmons

The simplest example of a plasmonic excitation is the longitudinal wave of
the electronic density propagating in an infinitely extended metal as shown in
Fig.1.2(a). In the bulk metal, the relationship between the electric field and
the plasmonic polarization density can be expressed using the differential form of
Gauss’s law:

1
V.-E=L =-_—-v.P, (1.32)
€o €o

where p = —V - P. We further assume the bulk plasmons to be longitudinally
polarized plane waves with a wave vector q and an amplitude Py of the form

Py = ‘%'Pq exp(iq - r). (1.33)
We further assume the induced electric field to have the form of a longitudinally
polarized wave, Eq, following the oscillating polarization density. The relationship

between the electric field induced by such plane waves and the plasmon polarization

11
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density then simplifies to
c0q-Eq =—q-Pgq (1.34)

and allows for determination of the relationship between Py and Eq as eEq =
—Pg, which together with Py = eo(e — 1)Eq leads to the well-known condition
determining the frequency of the bulk plasmons

e=0. (1.35)

Assuming that e, the metal dielectric function, is well described by the Drude
dielectric function (with negligible damping)

5:1—;E (1.36)

the frequency of the bulk plasmons, wyyk, becomes

a0

Surface plasmons of a planar metal-vacuum interface

When the bulk metal is cut by a plane (z = 0) and one of the semi-infinite
parts is replaced by a vacuum (z > 0), as shown in Fig.1.2(b), a new type of
plasmon excitations arises at the interface. The new excitations are bound to the
metal-vacuum interface and are called surface plasmons. Surface plasmons can be
obtained from the ansatz that assumes that the oscillating charge has the form of
a surface wave:

O'qH (I‘H) = O'q” exp(iq” . I‘H)7 (138)

with r| and q| being the component of the position and momentum vectors
in the plane of the interface (zy). The surface-charge density oq, produces an
electrostatic potential in (I) the vacuum region (z > 0) and (II) the region filled
with the metal (z < 0):

oD (ry, 2) = 2ay exp(iqy - ) exp(—|qy[2), (1.39)
2|(l|\|50

6 (r), 2) =9 exp(iaq - ry) exp(lay ), (1.40)
2|qleo

which must fulfil the boundary condition

9 _ 8<m)
<a’2¢ ) z—0_6<82¢

12

(1.41)

z=0



1.2. Plasmons

This condition is satisfied if ¢ = —1, yielding the frequency for the surface plasmon
resonance of a planar metal-vacuum interface. From the Drude-like dielectric
function for the metal in Eq. (1.36) the surface-plasmon frequency in a metal-
vacuum interface ws, can be determined as

Wp

W = - (1.42)

Localized surface plasmons

Next we consider that the metal is confined into a finite particle surrounded by
a vacuum and search for the surface plasmonic modes sustained by the particle
boundary. Such a situation is schematically depicted in Fig.1.2(c). According
to Eq. (1.12) the electric field induced by the plasma oscillations is related to the
polarization density via

coE(r // K(r,r')-P(r')d®, (1.43)

The self-sustained solutions, P, (r), of Eq.(1.43) representing the plasmons are
the n—th eigenmodes of the integral operator on its right-hand side:

// K(r,r') (r")dr = —L,P,(r). (1.44)

The eigenvalues L, are intimately related to the shape of the metallic particle
but are independent of the particle’s size. Once the eigenmodes are found,
the frequency of the plasmonic modes is determined upon comparison of the
right-hand side of Eq.(1.44) with the left-hand side of Eq.(1.43) and using
P(r) = go(e — 1)E(r). One obtains:

P,(r) = —(c — 1)L, P, (1.45)

yielding the condition for the existence of a localized plasmon mode n:

€= . (1.46)

If we assume that the metal is described by the lossless Drude-like dielectric
function [Eq.(1.36)] the relationship in Eq.(1.46) yields a particularly simple
expression for the localized plasmon frequencies, wry, :

WL, =V anp. (147)

In the search for plasmonic excitations it is often more convenient to take
advantage of different analytical and numerical approaches. A largely exploited
tool that enables an efficient calculation of the plasmonic excitations is the
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boundary-integral approach introduced in Section1.1.1. In the boundary-integral
formulation plasmons are defined as self-sustained oscillations of the surface
electric charge, o, induced on the particle boundary. The boundary-integral
formulation then connects o with the electrostatic potential ¢'N inside the particle
induced by the surface charges [46, 61, 62]:

8¢1N
/ F(s,s)o(s)d?s’ + 270 (s) = dmeg, (1.48)
Wpar on

where F(s,s’) has been defined in Eq. (1.15), and % = ng-V¢N(s). The surface
plasmon modes o, are then obtained as solutions of the eigenvalue problem

/ F(s,8)0,(s)d?s = Ao (s), (1.49)
OVpar

where \,, are real positive eigenvalues that solely depend on the particle shape and
are independent of the particle absolute size. Importantly, the eigensolutions of
Eq. (1.49), 0, are related to the eigensolutions, P, of Eq. (1.44) as 0, = P, - n.
The respective eigenvalues obtained from Eq. (1.49), A, and from Eq. (1.44), L,,
are connected via

1 A

L,==-+—. 1.50

2 + 4 ( )
This result can be reached by substituting V¢LN =L,P,/e0 and 0, =P, -n, in
Eq. (1.48), and using Eq. (1.49). Furthermore, it can be shown that the plasmonic
modes P,, are mutually orthogonal functions [62] and can be normalized such that

/// P! P, d°r = 0. (1.51)
Vpar

with d,,,,, the Kronecker delta.

For a certain class of geometries of the plamsonic particles, the plasmonic modes
and frequencies can be found analytically. Such solutions can be obtained if the
particle surfaces can be described as constant-coordinate surfaces in separable
coordinates for the Laplace’s equation. This problematic is described in detail by
Morse and Feschbach [63] on p. 655 et seq. and later used on p. 828 et seq. in the
context of the calculation of the Green’s function fo the Laplace’s and Helmholz’s
equations, and has been e.g. applied by Engelman and Ruppin for the treatment
of phonon-polaritons in finite ionic crystals [64—66]. In Section5.1.4 we use this
method to find the surface-plasmon modes of a spherical particle.
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1.3 Canonical quantization of localized surface
plasmons

In the classical framework we have defined the surface plasmon modes as the
self-sustained collective oscillations of the electron gas. Nevertheless, we have
considered the eigensolutions either in the form of the surface charge o [Eq. (1.49)]
or the polarization density P [Eq. (1.44)] and defined a mathematically convenient
normalization condition given by Eq. (1.51) without deeper physical significance.
In this section we introduce the canonical quantization procedure for the localized
surface plasmons that defines the quantum amplitude of a single plasmonic
excitation (the amount of plasmonic quantum fluctuations) and thus completes
the definition of surface plasmons as quanta of the collective charge oscillations.
The quantized surface plasmons are the starting point for further theoretical
developments in PartsIII and IV of this thesis.

To quantize the surface plasmons we start with the classical Hamiltonian, H,
expanded into the normal modes of the polarization density, P,,:

P Ly 213
Hy, = /// ZZN > ?OPn d’r, (1.52)

Voar

where L,, is the corresponding eigenvalue [see Eq.(1.44)]. We identify P,,, the
(real) polarization density of the metal related to the plasmonic mode n, and
II, = %P”, as the canonical dynamical variables. We further introduce the
mode functions, f,, which are vector fields defined in the particle volume V},, that

describe the displacement of the electron gas at each point (f, « P,), and are

normalized as:
/// £, d%r = 5. (1.53)
Vpar

It is further convenient to divide real functions (z(t)) into their respective
positive (z(*)(t)) and negative (x(7)(t)) frequency parts as z(t) = () (t)+2(7)(t),
with () (¢) = () (¢)* and 2P (¢) = [;° 2 (w)e ! dw. The positive-frequency
part of the polarization density of a mode n can be written as ng) = Neeugf)fn,

with u(+ being the positive-frequency part of a scalar amplitude, Uy, of the

. d
displacement. For convenience, we also define p,(f) = Neme ilt After some

algebra we obtain the Hamiltonian of the plasmonic excitations (since the normal
(+)( t) = uHO)e_i‘*’Lnt)'
n, .

modes have a harmonic time dependence u

1 L,N2%¢?
H, = 2 e 42, 1.54
pl Z 2Nemepn+ 280 un ( 5 )

This Hamiltonian describes a set of harmonic oscillators, where the oscillator
frequency is wy, = +/LnNee?/(ggm.). Following the standard quantization
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Chapter 1. Classical and quantum description of plasmons in small particles

procedure based on the correspondence with the quantization of a harmonic
oscillator, we define the creation, @f, and annihilation, é,,, operators of the
plasmonic excitation n and promote the amplitudes to operators to get the position
and momentum operator of each mode as:

I
L R ot 1
tn 2N.mewr,, (G + 0. (1.55)
hNeme .
=i ”; “Lu (g, —al), (1.56)

with the commutation relation [a,,a),] = 1 and & the reduced Planck’s constant.
These relationships define our quantum system in terms of the quantized
polarization operator:

P=> P +P)=>"Pa,+P{Ja]

Nee2h
— AT px
B Z YW WL (anfn + apfy), (1.57)
: . hN, €2
P=—"T=iy | (g8, —alfr)
Me 2me

with P4 = [Pff)]*, which are time independent in the Schrédinger picture.
The result for the polarization operators can be applied to find the quantization
condition for the surface charge density o, and the induced potential, ¢, (see

Appendix A.1):
1
J[ oo ds = Sh,. (1.58)
v, 2

par

For completeness, we explicitly write the electrostatic potential operator, Agl,

of mode n, and the surface charge operator of the same mode, 6P', as

o = o Pan + 6 al,, (1.59)
P =oMa, + ol . (1.60)

Finally, the Hamiltonian of the plasmonic modes, ffpl, of the particle becomes in
the notation of the creation and the annihilation operators

= hwr, @l n, (1.61)

1
where we have left out the constant factor of E §th
n
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1.4. Summary

1.4 Summary

In this introductory chapter to the methodology we have presented the classical
and quantum approaches to plasmonic excitations in metallic particles. We have
started by reviewing Maxwell’s equations in linear dielectrics to obtain practical
tools allowing us to describe excitations in materials. We have described the
dielectric response of metals via the Drude dielectric function and by using classical
electrodynamics we have derived the conditions for the existence of bulk plasmons
and of surface plasmon polaritons.

Special attention has been paid to the description of surface plasmons in finite
metallic particles. We have discussed a general framework for calculation of the
plasmonic mode functions and frequencies as eigenfunctions and eigenvalues of an
integral operator.

Last, we have taken the classical results and by applying the canonical
quantization procedure, a normalization condition for the plasmonic fields has
been introduced such that their amplitude represents a single quantized plasmonic
excitation.

We have left aside the quantization procedure of electromagnetic fields in
dielectrics introduced by Huttner and Barnett where the material acts as a source
of spatially-dependent fluctuating bosonic currents [67-72]. In this formalism the
dielectric function carries the information about the current fluctuations in the
material via the imaginary part of its dielectric function. Instead, we have opted
in the thesis for a straightforward description of plasmons that emerges from the
treatment of the interacting many-electron gas.
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Chapter 2

Quantum description of
electronic and vibrational
excltations 1n molecules

One of the main goals of this thesis is to describe theoretically plasmon-
mediated spectroscopy of molecular excitations. Plasmonic cavities are introduced
as a structure that allows probing molecules more efficiently by squeezing
electromagnetic fields down to the molecular scale. In this chapter we present
a brief review of electronic and vibrational excitations in molecules. We start
with the Hamiltonian description of the interacting system of many electrons and
atomic nuclei, representing the molecule, and derive the basic equations governing
the different molecular excitations.

This chapter sets the stage for PartsIl, III and IV which describe the
interactions between plasmons and molecular excitations and their manifestation
in plasmon-mediated infrared and optical response of molecules placed into the
plasmonic cavities.

2.1 Hamiltonian of a molecule in a vacuum

The molecule is a highly complex system composed of mutually interacting
negatively charged electrons and positively charged nuclei. In the non-relativistic
limit, such system is generally described by the Hamiltonian (expressed in the
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Chapter 2. Quantum description of molecular excitations

position basis of the electrons [e] and the nuclei [n]):

Hmol = He + Tna (21)
h2V? e
H, = — i - -
zi: 2M + Zz; 8meg|r; — rjl
i#j
QrQs eQr
. xlfwJ v 2.2
+;8W60\R1—RJ\ +%:4W€0\Rf—rj|7 (22)
I£J
h2v2
T — I 2,

where H, and T, are the electronic Hamiltonian (including the inter-nuclear
interaction potential) and the nuclear kinetic energy, respectively, V;r) stands
for the gradient operator in the electronic (nuclear) coordinates r; = [r; », 7y, 7 2]
(Rr =[R2, Rry, Rr,.]) and we have defined the electron (nucleus) charge, e (Qr),
and the mass of electron (nucleus), m, (My). In the summations, the lower-case
indices i,j run over the electrons and the upper-case indices I,J run over the
nuclei. For brevity we will further use a simplified notation in which {r} ({R})
labels the set of all the electronic (nuclear) coordinates. For later convenience we
also define the electronic Hamiltonian free of the nuclear interaction energy, H.,
as

7 1 QiQy
Ho=H, -y -— %%/ 2.4
;24W€0R]—RJ| ( )

which is commonly considered as the starting point for the many-body electronic
problem as discussed below.

The standard way how to approach the solution of the Hamiltonian in Eq.
(2.1) is to assume the ansatz in which the total wave function of the system,
U({r},{R}), is a sum of contributions that are factorized into the part describing
the electronic degrees of freedom, ¢, ({r};{R}), which parametrically depends
on the nuclear coordinates, and the nuclear wave function, x,({R}) (the Born-
Oppenheimer approximation):

V({r} {R}) =) wal{r}h: {RDxa({R}). (2.5)

The electronic wave functions ¢, ({r}; {R}) are defined to be eigensolutions of the
electronic Hamiltonian H,:

[He — E«({R})] pa({r}; {R}) =0, (2.6)

with E,({R}) the {R}-dependent eigenenergy of the electronic state «.
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2.2. Electronic excitations

The nuclear wave functions x,({R}) obey the coupled equations:
V2
- Ea R}) - a
(-3 bt sty -

GO NN e
"2 {_ 2 [2M1 TLap + 3 Thas Vi X5 0 =0, (2.7)

B J;

where € is the sought vibrational eigenvalue and we have defined the non-adiabatic

couplings 7'[(23 and TI(,QO)LB

D = (Gl Vigs)r = / - / oV 1 PN, (2.8)
2 = (palV3ps)r = / - / Vs APV, (2.9)

with N the number of electrons. The contributions of the coupling coefficients
71(2,@ can be shown to be inversely proportional to the difference between the
energies E,({R}) and Eg({R}), with TI(?O)LB ~ (T}}iﬁ)Q. Therefore, in situations
where the energies of the electronic states are well separated, the non-adiabatic
corrections usually become small and can be neglected. This is the so-called
adiabatic Born-Oppenheimer approximation in which the nuclear wave functions
become decoupled and can be obtained from the set of independent equations

{— > Z]\ZII +[Ea({R}) - e]} Xa =0, (2.10)
I

where the energies F,({R}) of the respective electronic states (including the
Coulomb energy of the interacting nuclei), dependent on the nuclear coordinates
{R}, play the role of an effective potential experienced by the nuclear motion,
known as the Born-Oppenheimer potential-energy surface (PES). In the upcoming
section we will address the individual parts of the Hamiltonian that give rise to
the vibrational and electronic excitations.

2.2 Electronic excitations

Practically all molecular properties directly or indirectly derive from the molecular
electronic structure. For example, the vibrational modes of a molecule are defined
by the potential energy surfaces determined by the electronic states. Similarly,
also the interaction of molecules with light is largely determined by the electronic
states of the molecule and the transitions among them. Here we address how the
electronic excitations of the molecule can be obtained in the Born-Oppenheimer
approximation (assuming frozen nuclei).
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Chapter 2. Quantum description of molecular excitations

Due to the quantum nature of electrons, the electronic Hamiltonian H, poses a
complicated many-body problem that in general cannot be solved exactly and we
are therefore forced to make use of approximate methods [73]. Some methods rely
on semi-empirical models that result in an effective single-electron Hamiltonian,
such as the Hiickel theory of molecular orbitals or the tight binding methods.
On the other hand, ab-initio methods are attempting to solve the electronic
problem starting from the exact many-body Hamiltonian without making the use
of additional input parameters. Approaches such as the Hartree-Fock method with
its extensions (the post Hartree-Fock methods) [73-78] or a class of Monte-Carlo
methods [79, 80] are based on solution of the Hamiltonian, making assumptions
about the electronic wave-function. Other approaches circumvent the use of the
wave-function by deriving the electronic properties from the electronic density.
Such electronic-density based approach is known as the density-functional theory
(DFT) [81-84].

We choose DFT to perform calculations of the molecular electronic structure
as it has become a standard and efficient tool of quantum chemistry.

2.2.1 The Density-Functional Theory

The DFT is based on mathematical theorems bearing their author’s names, the
Hohenberg-Kohn theorems [81], which state that:

(I) The total energy of the many-body system is a unique functional of the
electron density n(r), and

(IT) the ground-state energy can be obtained from a variational principle with
the optimal density minimizing the energy functional. The optimal density
is the electron density of the actual electronic ground state.

These theorems allow for defining the ground-state quantum many-body properties
in terms of the electron charge density, however, they do not apply for calculation
of the excited states, for which further extensions of the theory are needed [73, 85].
We address the density-functional approach to the calculation of low-lying excited
states in the next subsection.

The ground-state density n(r) is usually constructed from a set of auxiliary
functions ¢XS(r) termed Kohn-Sham orbitals as

n(r) = Zﬁs*(r)&s(r) (2.11)

The Kohn-Sham orbitals then fulfil the Kohn-Sham equation [86] that formally
resembles the single-particle Schrodinger equation and contains an implicit
dependence on the electron density n(r):

{_ ZQX + Vs(r)} ¢ 5 (r) = A5 (r). (2.12)
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2.2. Electronic excitations

Here the first term in the braces represents the single-particle kinetic-energy
operator, Vi(r) = Vi[r;n(r)] plays the role of the density-dependent potential
and AKS are the eigenvalues related to the Kohn-Sham orbitals ¢X5. V,(r) can be
further expressed as

e2n(r’)

_ 43 4+ VA 2.13
47T<€0|I‘—I‘/| r+ XC(r)a ( )

V() = Vess(r) + [
where Vot (r) is the potential induced by the nuclei combined with the potential of
any other external sources, the second term accounts for the effective screening by
the electrons and V¢ is the exchange-correlation potential related to the exchange-
correlation energy functional fxc[n(r)] via the functional derivative:

3 fxcln(r)]

Vxe = on(r)

(2.14)

Using this notation, the total electronic energy F. becomes

sy [ vomrse ] ] e o

+ fxcln(r)], (2.15)

where Ti[n(r)] S ([ K™ (r)V26KS (r) dPr, and fxc[n(r)] contains all the
other many- body exchange and correlation contributions so that Eq. (2.15) holds.

The subtlety of the DFT lies in the definition of fxc as the exact functional is
not known. Many different forms of fxc have been developed combining various
analytical and empirical approaches. In this thesis we do not aim at discussing
the broad palette of available functionals and instead refer the interested reader
to specialized literature about the DFT [82, 83, 87]. Nevertheless, the state-
of-the-art exchange-correlation functionals make DFT to be the accurate and
computationally inexpensive tool for quantum chemistry and solid-state physics
as known nowadays.

The ground-state electronic density, n(r), of the molecule is found by self-
consistent solution of the Kohn-Sham equation [Eq.(2.12)]. Once n(r) is
determined, it is possible to calculate the ground-state properties of the molecule,
such as the molecular vibrations by sampling the ground-state nuclear PES.

2.2.2 Time-Dependent Density-Functional Theory

The Time-Dependent Density-Functional Theory (TDDFT) [73, 85, 88, 89] is
based on the generalizing theorems of Runge and Gross [85], which show that
the time-dependent electronic density,

= Z 1" (0, 1)1 (¢, 1), (2.16)
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Chapter 2. Quantum description of molecular excitations

can be calculated from a time-dependent version of the Kohn-Sham scheme [Eq.
(2.12)] introduced above:

L 09KS(r,t) [ R2V2 s
e = { oM. T Vs(r,t)} @i (x, 1), (2.17)

where

e2n(r' t) 3y 0 Axc[n(r,t)]

2.1
dmeg|r — /| on(r,t) 7 (2.18)

VS(I‘,t) = ‘/ext(r’t) +/
where Vexi(r,t) contains the potential of the nuclei and any additional time-
dependent external potentials, and Axc is the exchange-correlation part of the
action integral [85]. As in the case of the time-independent theory, the exchange-
correlation term, Axc, is again the key to the accuracy of the method and is not
known in its exact form.

In this thesis we use TDDFT as implemented in NWChem [90] in the form of
the linear-response TDDFT (LR-TDDFT) [73, 91|, which allows for calculation of
the lowest-lying excitation energies. In the following we consider that the change
in the electronic density induced due to the external linear perturbation (the
electronic transition density) of frequency w is of the form

on(r,w) =Y XaiokS(1)ofS" (r) + Yaigy S (r)g° (v), (2.19)

where (b?s (r) are the Kohn-Sham orbitals of the time-independent problem and we
use the convention in which a, b, ... run over the unoccupied Kohn-Sham orbitals
and 1, j, ... over the occupied orbitals. The coefficients X,; can be understood in
this context as contributions to the electronic transition density from the single-
electron transitions annihilating an electron in the occupied Kohn-Sham orbitals an
populating an unoccupied orbital, and Y,; are responsible for the reverse process.
Without further derivation, we state that the LR-TDDFT in the random-phase
approximation (RPA) consists in solving an eigenvalue (Casida) equation [73, 91]
for the energies of the electronic excitations, W, following;:

L’; f*] m =W Ll) _OJ {ﬂ (2.20)

where X and Y are vectors containing the coefficients X,; and Y,;, respectively.
We have further defined

Aia,jb = 5ij6ab()‘£<s — X9 + (ial5b) + (ialgxclib), (2.21)
Bia,jb = (ialbj) + (ialgxc|bi), (2.22)

where )\ff(% are the energies of the respective Kohn-Sham orbitals (considered as
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2.2. Electronic excitations

real), and

pq|r8 // ¢KS 1'1 d)KS r1)¢KS(r2)¢KS(r2)

d3r,d? 2.23
47T€0|I‘1—I‘2| fid e, ( )

(pqlgxc|rs) ://¢§S(r1)¢ffs(r1)gxc(r1,r2)¢58(r2)¢gs(r2)d3r1d3r2- (2.24)

In the expressions above, the integrals identically vanish if any two orbitals with
the same spatial integration coordinate represent electrons of the same spin.
(pglgxc|rs) depends on the approximation of the exchange-correlation kernel and
is related to Axc [73]. In particular, the exchange-correlation contribution can be
obtained in the adiabatic approximation, where it is assumed that

0Axc __ 0fxc

~ 2.2
on on ’ (2.25)
as
6% fxc
N — 2.2
gxo(r1,12) on(r1)on(ra)’ (2.26)

with fxc being the exchange-correlation functional of the time-independent theory.

The solution of the full Casida equation [Eq. (2.20)] is often simplified by
assuming that the transition electronic density, dn(r,w), is formed purely by
transitions from the occupied to the unoccupied Kohn-Sham orbitals, neglecting
the often small contribution from Y;:

nle,) = Y Xaid (061 o) (221)

This approximation, called the Tamm-Dancoff approximation (TDA) or the
configuration interaction singles (CIS), yields the simplified eigenvalue problem

AX = wX. (2.28)

Equation (2.28) is usually more tractable computationally for larger electronic
systems than the full Casida equation [Eq. (2.20)] and often yields a satisfactory
accuracy.

Once the electronic excitations are found from Eq.(2.20) or (2.28), the
eigenfrequencies W and the respective eigenvectors X! and Y! can be used
to determine the molecule’s properties in the excited electronic state |es). The
eigenfrequencies can be used to determine the excited-state PESs that, among
others, define the excited-state vibrations of the molecule. The vectors X! and
Y then yield the electronic transition charge density, Perg, between the ground
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Chapter 2. Quantum description of molecular excitations

state |g) and the excited state |e):

perg = eon’ (r,w) = > XLoKS(r)g15 (r) + VoS (r) 65 (x). (2.29)

at

In Section 5.1.4 we use the transition charge density to calculate the interaction of
the molecular electronic excitations (excitons) with the particle plasmons.

2.3 Molecular vibrations in the adiabatic
Born-Oppenheimer approximation

The nuclear Hamiltonian in Eq. (2.10) is determinant for chemical properties of
the molecules as the PESs represent the energy landscapes of chemical reactions
[92, 93] and determines the vibrational properties of molecules which give rise
to fingerprint signatures in optical and IR spectra. In this chapter we solve the
nuclear Hamiltonian in the limit of small atomic displacements

Our starting point is the vibrational Hamiltonian in the adiabatic Born-
Oppenheimer approximation on top of the PES belonging to the electronic state
of interest

2\72
Hon= =3 ok + E(R)), (230

which we interpret as a Hamiltonian of a set of classical point-like nuclei
1 . 2
Han = Cz sMi (Ric) + E(RY), (2.31)
C=2y,z

where I runs over the nuclei and ( runs over the spatial coordinates. We further
assume that the PES can be approximated in the vicinity of the equilibrium
geometry {R}q as

Ea(R) ~ BRI+ 5 S (pplm BURD) | Richue

1,J Cé=z,y,2 {R}o
(2.32)

It is also convenient to introduce the mass weighted coordinates
drc = VMR ¢ (2.33)
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2.3. Molecular vibrations in the adiabatic Born-Oppenheimer approximation

and for simplicity define a new indexing convention

da = q[,@ (234)
Ra = RI,C» (235)
Ma = MLC (236)

so that we can introduce the mass-weighted (column) vectors (q), = §,. Using
the above definitions, we arrive at the following Hamiltonian characterizing the
motion of the nuclei:

Hvib = 5 ; dq + ananQb

=—q" g+

q -U-q, (2.37)

N
NN

where we have defined the dynamical matrix

1 82E({R})|
VM, M, OR,0R, '{R}o

(U)ab =Uap = (2'38)

and (-)" stands for transposition.

We transform now the Hamiltonian in Eq. (2.37) into a diagonal form. To that
end we diagonalize the dynamical matrix U = ST - Q2 .S, where Q is the diagonal
matrix of frequencies €Q,:

Q=0 D - (2.39)

and S is a unitary matrix with each a-th column being an eigenvector of the matrix
U. In the new basis, the Hamiltonian has the form of a sum of non-interacting
classical Harmonic oscillators that we identify with the molecular vibrations:

& 1 -2 1 2 2
Hvib = Z §qa + §Qan7 (240)
a=1

where the summation runs over all 3N degrees of freedom of the nuclear motion of a
N-atomic molecule. However, there are only 3N —6 degrees of freedom that lead to
deformation of the molecular geometry which can represent the vibrational modes.
The remaining 6 degrees of freedom contain the rigid translations and rotations of
the entire molecule, which result in six solutions with vibrational frequency equal
to zero (the so-called zero-frequency modes). In the vibrational Hamiltonian of
the molecule we therefore subtract the zero-frequency modes and sum only over
the 3N — 6 vibrational modes.

So far we have obtained a classical Hamiltonian of the molecular vibrations that
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Chapter 2. Quantum description of molecular excitations

has been derived from the originally fully quantum Hamiltonian of the molecule. In
the final step we therefore canonically quantize the molecular vibrations. To that
end we promote the displacements g, and their canonical conjugates p, = ¢
to operators (¢go — {o and p, — Po) that obey the commutation relations
[Gos Do) = 1M A, where pM is the reduced mass of the mode .. The reduced mass
udl is defined as a diagonal element of the transformed mass matrix p™ connected
to the original diagonal mass matrix (M) = dqp M, via p™M = ST .M - S.

The canonical quantization also allows for defining the operators in the basis
of the bosonic creation bf, and annihilation b, operators of the vibrational mode
o (fulfilling the commutation relation [by, bf,] = 1):

h .. -

o = 1) —— (bt + b)), 2.41

g a0, (bt ba) (2.41)
" 0

Po = itta\[ == (bl = ba) (2.42)

and finally writing the vibrational Hamiltonian as
3N—6 1
T — AR -
Hip, = Ea A, <baba + 2) . (2.43)

Under the Born-Oppenheimer approximation, similar Hamiltonian can be
written for the vibrations sustained by each electronic state |e;) of the molecule.
The Hamiltonian of the molecular electronic and vibrational states then becomes

3N—-6
}Almol = Z|ei)<ei\ (El + Z hQZ‘,alA)ZalA)i’a> R (244)

with F; the energy of the electronic excited state |e;) (including the vibrational
zero-point energy), in which the vibrational modes of frequencies €; , are described
by the respective bosonic annihilation (creation) operators b; o (b;rya) in each
electronic state. We use this form of the molecular electronic and vibrational
Hamiltonian [Eq. (2.44)] in Section 7.4 to describe the Raman activity of molecules
and to derive the model Hamiltonians describing the interaction of the molecule’s

states with plasmons and with incident light.

2.4 Summary

In this introductory chapter we have provided a brief summary of the physical
origin of the molecular electronic and vibrational excitations. Starting from the
general many-body Hamiltonian describing the interacting system of electrons
and nuclei, we have derived in the Born-Oppenheimer approximation the effective
vibrational and electronic Hamiltonians.
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2.4. Summary

We have concentrated on the treatment of the electronic excitations in
molecules within the framework of (TD)DFT as the (TD)DFT is nowadays a
computationally efficient and accurate tool in quantum chemistry. We use TDDFT
in Section5.1.4 to describe the interaction of the molecular electronic excitations
with plasmons in metallic particles.

Finally we have solved the effective nuclear Hamiltonian of the molecule in the
approximation of small vibrations and we have derived the classical and quantized
vibrational modes of the molecule. We use these results in PartsII and IV of the
thesis.
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Chapter 3

Quantum Electrodynamics
(QED) description of
plasmonic and molecular
excitations

The spectral signal in plasmon-enhanced spectroscopies is a result of a mutual
interaction between the excitations of the sample and those of the hosting
plasmonic antenna. In this chapter we introduce cavity Quantum Electrodynamics
(QED), as a key quantum methodology that allow for practically treating the
complex interaction between the excitations of the hosting plasmonic antenna,
the excitations of the sample and the incident or emitted light. We build the
theory using the formalism of the open quantum systems that allows for including
incoherent processes, such as decay and decoherence, arising form interactions of
the system with its environment.

In this chapter we first introduce the basic concepts and definitions of cavity
QED, and derive the dynamical equations of the theory. We then discuss a
particular example of a two-level system interacting with electromagnetic modes
in a generically structured environment (the Wigner-Weisskopf theory). Last, we
derive the expressions for the emission and extinction spectra within the QED
formalism.
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Chapter 3. QED description of plasmonic and molecular excitations

3.1 The density matrix and the quantum master
equation

3.1.1 Pure states, mixed states and observables

Any isolated physical system can be characterized by its state |¥) (using the Dirac
notation) that evolves in time according to the Schrédinger equation:

L d .
ih—|¥) = H|v), (3.1)

where the time evolution is determined by the time-independent Hamiltonian
H of the system. A system that is driven by external stimuli which are not
explicitly quantized (such as classical driving electromagnetic fields) is called a
closed quantum system for which the dynamics of the state |¥) is governed by
the Schrodinger equation according to the generally time-dependent Hamiltonian
H(t).

Very often, the exact quantum state cannot be determined for practical reasons,
or an experiment on an ensemble of identical quantum systems needs to be
performed. In such a case, the state of the system (or the average state of the
ensemble) is rather described as a probabilistic mixture of several pure quantum
states [14), called the mixed state. It is therefore necessary to generalize the
description of a quantum state beyond the pure state vectors |¥).

The desired statistical operator that combines the purely quantum description
of the quantum state |1, ) with the classical probabilities w,, to find the system in
the state |1, is the density operator defined as:

p= Zwa‘¢a><¢a|v (3'2)

where w,, satisfy Z ws = 1. The classical probabilities w,, introduce the classical

(03
uncertainty about the pure quantum state |¢),) of the system. We further assume
that all quantum states are properly normalized, which yields the normalization
condition for the density operator Tr{s} = 1.

The density operator plays an important role in the theory of open-quantum
systems as well as in the theory of coherence that will become important in the
following chapters. It is therefore necessary to clarify the difference between
the so-called mixed state (introduced by the density operator) and a quantum
superposition of pure states. As an example we consider the density operators of a
quantum superposition of two orthonormal states |g) and |e), [theg) = %(|g)+ le)),
or of a mixed state containing |g) and |e) with equal classical probabilities. The
corresponding density operator, py,,, of the former can be represented in the basis
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3.1. The density matrix and the quantum master equation

{lg), |e)} by a matrix:

171 1
pwEg - 5 |:1 1:| . (33)

For the mixed state, on the other hand, the density operator pnix can be
represented by a matrix:

11 0

The difference between the two matrix representations is apparent. The matrix
representing the superposition state [tes) contains nonzero off-diagonal terms
named coherences, whereas the mixed state is expressed by a fully diagonal matrix
where the coherences are absent. Exploiting this nomenclature we can thus say
that |1eg) is a coherent superposition of |g) and |e), and the mixed state is an
incoherent superposition of the two.

The density operator has a large number of properties that can be found in
standard textbooks [94, 95] and that we omit here for brevity. Like the pure
quantum state, the density operator also determines all observable quantities
(observables) of the system. According to quantum mechanics, the observables
are represented by operators acting on its Hilbert space. The outcome of an
experiment that measures an observable O is in quantum mechanics a stochastic
quantity with the mean value given by the well-known formula

(0) = (¥IO) (3-5)

if the system is in the pure state. In case that the system is described by the density
matrix, the outcome of the measurement is still a stochastic value, determined not
only by the quantum probability of the measurement but also by the classical
probabilities w,. The mean value of the observable is then given by

(0) =Tx{p 0}, (3.6)

where Tr{-} denotes the trace.

3.1.2 Time evolution of the density operator

We complete the discussion of the density operator by presenting the differential
equation governing its time evolution. Provided that each pure state |¢,) of an
isolated or closed system obeys

o d A
ih-lva) = Hlta), (37)
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Chapter 3. QED description of plasmonic and molecular excitations

with H the system Hamiltonian, the density operator of an isolated (closed) system
can be shown to evolve according to the equation of motion

d .
ih—p=1[H,p 3.8
ihp =11, ), (3-8)
where [-,+] is the commutator. Equation (3.8) is known as the Liouville-von
Neumann equation or the master equation.

The Liouville-von Neumann equation also gives access to the time evolution
of the operator mean values. Using Eq. (3.6) together with Eq. (3.8) it can be
shown that

{50} = (6) = (0.1, (39

where in the last step we made use of the cyclic property of the trace.

3.1.3 Open quantum systems, the quantum master
equation

In practice many systems are not isolated nor closed but instead they interact
with a highly complex environment constituting thus only a part of a larger closed
system. In such situations, the complete knowledge of the state combining the sub-
system of interest as well as the environment would be required to fully describe
the dynamics of the system. This poses a difficult problem that is generally not
tractable due to the excess of environmental degrees of freedom or simply due
to the lack of knowledge about the environment. In this section we present the
equations determining the approximate dynamics of the smaller sub-system of
interest influenced by the environment that is treated as an effective reservoir.

We assume that the state of the total system can be expressed as a direct
product |S;) ® |E;) of orthonormal bases of the sub-system |S;) and of the
environment |E;). The state of the complete system is then expressed in this basis
with help of its density operator pr that contains both the information about the
sub-system and the environment. We further define the reduced density operator,
ps, of the sub-system

ps = Trg{pr} = Z(Ei\ﬁT|Ei>, (3.10)

where we have defined the partial trace Trg{pr} of the density operator pr over
the environmental states. The reduced density operator pg contains only the
information about the sub-system of interest, denoted as the open quantum system
S, and has a substantially smaller dimension than pr. Moreover, the expectation
values of all observables Og operating only on the sub-system Hilbert space can
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3.1. The density matrix and the quantum master equation

be obtained from pg by applying the trace rule
(Og) = Tr{ps Os}. (3.11)

It is therefore convenient to derive an effective theory which can solely describe
the physics of pg and treat the environment only perturbatively.

We start with the general formula for the time evolution of the reduced density
operator pg that can be derived from Eq. (3.8) by applying the definition in Eq.
(3.10), yielding

od Lod o
1hap5 = Trg {lhdt’oT} = Trg{[H, p1]}, (3.12)

where the right-hand side is a partial trace of an expression containing the
Hamiltonian of the total system, H, and the total-system density operator, pr.
The time evolution of pg is not generally Hermitian and new incoherent loss
mechanisms, such as population decay or pure dephasing, appear due to the partial
trace. These processes result in time-irreversible dynamics of the system state and
lead to loss of the system coherence. We further write the total Hamiltonian Hin
the form

ﬁZI:.rs-i-ﬁSE-i-I:IE (3.13)

where Hg is the Hamiltonian of the open system, Hyg is the Hamiltonian of
the environment and Hgg is the interaction Hamiltonian connecting the two.
Next we invoke the interaction picture in which the Hamiltonian transforms as

H UHUT + 1hUUT with U = exp (1HN1 t) and HNI Hs + HE. The operators,

including the density operator, acquire the explicit time dependence O=U0U".

In the interaction picture, the time evolution of the density operator has the
form

pr(t) = % {I;[SE(t)JST(t)] . (3.14)

Eq. (3.14) can be formally integrated

1 t+At R
pr(t+A) = pr(t) + / at [HSE(t’),/BT(t’) (3.15)

and used consecutively to express pr(t') in Eq. (3.15), leading to the second-order
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expression
1 [trae A
pr(t + At) — pr(t) = E/ dt’ [HSE(t/)vﬁT(t)}
t
1 [ttat t’ R R
- / at’ / at” [ Hsn(t'), [Ase(t"), pr(t")] |
t t

The derivation of the effective dynamics of pg from Eq. (3.16) involves the use
of a series of approximations including the Born approximation and the Markov
approximation.

We assume that the first term on the right-hand side of Eq. (3.16) disappears
because

(3.16)

Trg { {ﬁSE(t’), ﬁT(t)} } —0, (3.17)

which follows if we assume that pr =~ ps(t) ® pg, where pg is not affected by
the system dynamics. This approximation states that the correlations in the
environment decay fast compared to the time scale of the system-environment
coupling and can be seen as the Born approzimation[94, 96]. In order for Eq.
(3.17) to be valid, the interaction between the interesting system and the reservoir
further needs to have vanishing mean-contribution from the reservoir, i.e.

Trg {ﬁSE(t)ﬁE} =0, (3.18)

which can usually be achieved by a suitable definition of Hgp. Equation (3.16)
thus becomes

prlt+ A0 = jnlt) >~ ar / "ot [Aset)), [Asu(t"), pr(t")]
(3.19)

which can be recast into a more convenient form by a change of the integration
variables (defining 7 =t —t")

pr(t+ At) —
. .l /At dT/tJrAt HSE( ", [ﬁSE(t’_r),ﬁT(t’—T)H
~ _ﬁ Tar / T [set), [Hse(t ). 0] (3.20)

where the second step assumes that the integrand becomes negligibly small for
7. < At, i.e. the reservoir correlations disappear on the time scale 7. smaller
than At (the course-grained approximation), and we have applied the Markov
approzimation by setting pr(t”) = pr(t) [94, 96].
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3.1. The density matrix and the quantum master equation

For concreteness, we now assume that the interaction Hamiltonian is of the
factorized Hermitian form

where A, and B, belong to the system and environment Hilbert space,
respectively. In the first step we subtract from the interaction Hamiltonian the
contributions containing non-zero expectation values of the environment operators
<8a>res with respect to the reservoir reduced density matrix pg = Trs{pr}. We
define 6Ba(s) = Ba(s) — (Ba>res, and add the Hamiltonian

I_AIav = hz/[ta ® <Ba>reS7 (322)

to the system Hamiltonian H s, thus defining f]é = Hs+ H,,. The remaining part
of the interaction Hamiltonian is then

Hyp =1 Aap(wa) ®6Bg =1y Al j(wa) ® 6B, (3.23)
a,3 a,p
where As = 3. Anp(wa) and Aup(wa) are the eigenoperators of HS defined by

[I:[é, Aaﬁ(wa)] = — waAap(wa), (3.24)
[HE, Al (wa)] =wa Al 5(wa). (3.25)
By substituting Eq. (3.23) into Eq. (3.20), expanding the commutators, performing

the integration® in Eq. (3.20) and using pr ~ ps(t) ® pg, it can be shown that the
Liouville-von Neumann equation for pg finally becomes [94, 96|

Lin

d. 1.4 TEWa) (L g iAo s
—_ = — H - (2 r /Aa y . 2

Here 'y};iﬁ‘} are the effective rates which depend on the reservoir two-time correlation

functions
0

The Hamiltonian ﬁ]s in Eq. (3.26) is furthermore generally different from the bare
system Hamiltonian Hg

FIS = FIS + ﬁav + ﬁLambv (328)

IThe ' integration is performed as ftH_At dt’' I(t') ~ At - I(t).
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as it contains the contribution H,, due to the reservoir averages [Eq. (3.22)] and
the Lamb shift due to the reservoir:

Hiamp =D Y SEE™ (wa) Al 5 (wa) Aap (wa), (3.29)
a Bp’

with

SEP(w,) = Im{ /O <5B;,(s)5z§,3(0)>eiwa5ds}, (3.30)
where Im{-} is the imaginary part. The effective rates 71512 (wq) and frequencies
SLamb(wa) arise from the 7 integration in Eq. (3.20).

In practical calculations it is often possible to neglect the Hamiltonian terms
H,, and Hiy.yp or to incorporate them directly into the system Hamiltonian.
Finally, the last term in Eq.(3.26) represents the damping and decoherence of
the system and is commonly denoted as the Lindblad term (or the Lindblad-
Kossakowski term):

Lin
. Yopwa) (o + s e
ZL(ps) = %(2Aa5psAL6/—{ALB,Aaﬁ,ps}). (3.31)
b7

In practice, the Lindblad terms can be often written as a sum of independent
contributions

0) =D 257 (h) (3.32)

of the form:

L3 (ps) = 22 (20195 O] — {010, i} ), (3.33)

with O, being the respective system operators and vp, the corresponding decay
rates.

Practical construction of the effective Liouville-von Neumann equation

For convenience we provide here a condensed form of the procedure described
above. The practical construction of the effective Liouville-von Neumann equation
for the system density matrix can be summarized in the following practical steps:

e The total Hamiltonian of the interesting system and environment is
conveniently split into the form of Eq. (3.13), with Hsg = h} 5 As ® Bgs.

e The reservoir operators are re-expressed in the form Bg(s) = 6B3(s)+ (Bg>req
and the average (B,g>mh becomes part of the system Hamiltonian HS =
HS + Hav, with Hav = h‘Za,ﬁ Aag(wa) <Bﬁ>res'
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3.1. The density matrix and the quantum master equation

e The new interaction Hamiltonian is constructed as [, de=h>, 3 ./[lag(wa) ®

0Bg, where Aup(wa) are the eigenoperators of HY.

e The two-time correlators of the environment are calculated to obtain the
effective rates 715‘2(wa) [Eq. (3.27)] and frequencies SLamb( «) [Eq. (3.30)]
to finally construct the Liouville-von Neumann equation [Eq. (3.26)].

Dynamics of the operator mean values

Equation (3.26) represents the central expression of this chapter which becomes
a powerful tool for calculation of incoherent dynamics of open-quantum systems.
With Eq. (3.26) in hand, we can construct differential equations governing the
evolution of the system operator averages (Os(t)) under the influence of the
environment:

(0s) = g [0s. 1)+

(5 e (A O s~ (Apon0s]) ). w0

BB’

Equation (3.34) generally yields a set of differential equations that are a useful
starting point for further numerical or analytical treatment.

Another approach that leads to a numerically advantageous form of the master
equation [Eq. (3.26)] consists in rewriting the density matrix of the system pg in
the form of a column vector 55 and writing Eq. (3.26) formally as

ps = Lps, (3.35)

where L is the Liouvillian superoperator governing the time evolution of pg
constructed from the Hamiltonian and the Lindblad terms (see Appendix B.1
for details about the technical implementation).

3.1.4 Two-time averages, the quantum regression theorem

The dynamics of system operators has been introduced in Eq. (3.34). Nevertheless,
it is often necessary to describe correlations of observable quantities measured at
different times. For example, the optical spectra can be retrieved from two-time
(auto-)correlation functions of electromagnetic field operators. Here we briefly
introduce the basic concepts that can be used for calculation of the two-time
correlators and present the quantum regression theorem as a powerful tool that
facilitates their practical numerical and analytical calculation.

The two-time correlation function is conveniently defined in the Heisenberg
picture, in which the quantum states |1)) become time independent and the system
dynamics is carried by the quantum operators O(t) [97]. If H is the Hamiltonian
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Chapter 3. QED description of plasmonic and molecular excitations

of the total system (i.e. containing both the interesting part of the system and the
reservoir), the Heisenberg-picture operators evolve in time as

O(t) = 81 O(0) et/ = [T (¢,0)O(0) U(t,0) = Ut(£,00 0 U(¢,0), (3.36)
where on the right side of Eq. (3.36) the operator O(0) = O is the operator in the

Schridinger picture, i.e. the time-independent operator.

A two-time correlation function (Oy(£)Oz(t + 7)) of two operators O; and O,
is defined as

(O1(£)Os(t +7)) = T {Ol(t) Ot +7) ﬁT} (3.37)

=Te{O1 UT(t +7,8) Oa U(t + 7,1) [U(t, 0) pr Ut (¢, 0)} }(3.38)

pr(t)
{02[ (t+7,8) pr(t) O UT(HT,t)}} (3.39)
= Trg {02 Trg {U(t ) pr(t) O U (t 4+ 7, t)}} (3.40)

with pp the density matrix of the system and we used U (t+7,0) = U(t+7,t)U(t,0)
[94]. If we further define

P(t+7,t) = Trg {U(t +7,0) pr(t) O1 Ut (t + 7, t)} (3.41)
and write
(01(1)Os(t + 7)) = Trg {02 Pit+r t)} (3.42)

we notice that the two-time correlation function assumes the form of the average of
the operator Oy where the system density matrix pg is replaced by P(t+7, t) that
evolves as a function of 7. In case that the density matrix pr(t) approximately
factorizes as pr &~ ps ® pg and assuming that O, and O are the system operators,
the expression in Eq. (3.41) simplifies

P(t+7,t) = U(t+7,t) ps(t) Oy Ut (t + 7, 1). (3.43)

Moreover, if the system density matrix obeys Eq. (3.35), the operator P(t + 7,t)
does so as well (in the vectorized form):

diﬁ(t b t) = LB(t+7,8), (3.44)
.

with the initial condition P(t,t) = ps(t) O1. Eq.(3.44) is known as the quantum
regression theorem (QRT). This theorem is also used in an alternate, more general,
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3.2. The Wigner-Weisskopf theory

form. If the mean value of an operator O, follows the dynamics

(Oa(t + 1) Zg 7)(O25(t)), (3.45)

with 7-dependent coefficients g}e(T)7 the two-time average is

(O1(t) Oa(t + 7)) Zg (1) O;(t)).- (3.46)

The form of QRT in Eq. (3.46) is especially advantageous for analytical calculations
of two-time correlators.

3.2 Coupling of a two-level system (TLS) to a
continuum of reservoir modes (the
Wigner-Weisskopf theory)

The formalism of the Markovian theory of open quantum systems is powerful for
handling the dynamics and spectral properties of quantum systems that are weakly
interacting with large reservoirs (the environment). Sometimes, however, the
interaction between the system and the reservoir is strong such that the separation
into the system part and the environmental part becomes difficult. Such situation
commonly occurs if the spectral function of the reservoir [i.e. 'y/I;g}( w) as defined
in Eq. (3.27)| varies rapidly with w around the eigenfrequency w, of the system
operators /lag.

In this section we focus on the particular example of a two-level system
consisting of the ground |g) and the excited |e) state, interacting with a continuum
of electromagnetic-field modes and derive the equation of motion for the excited
state amplitude following Ref. [94]. This problem has been originally tackled
by Wigner and Weisskopf in the context of spontaneous decay of an atomic
transition into the electromagnetic modes in vacuum. Here we consider that
the TLS is describing an excitonic transition of a molecule that interacts with
the electromagnetic modes of its environment. The Hamiltonian of such system
becomes

Hyys = hwegt o+ hugalar, (3.47)
k

with weg the molecular transition frequency, 6 = |g)(e| and ax (dg) the annihilation

(creation) bosonic operators of the electromagnetic continuum fulfilling [ag, &L/] =
Ok - The molecular transition interacts with the electromagnetic-field modes via
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the interaction Hamiltonian
Hy=Ro' +He., R=_ grix, (3.48)
E
with H.c. standing for the Hermitian conjugate and coupling rates gy.

We solve now the Schrodinger equation describing the time evolution of the
system state with the following ansatz:

|) =colg, {0wr}) + cele, {0wr}) + > cxle, {1wi}), (3.49)
k

where the states |g(e),{Owy}) contain zero excitations of the electromagnetic
field modes and the states |g,{lwy}) contain exactly one excitation of the
electromagnetic mode k and zero excitations elsewhere. With this ansatz, the
Schrédinger equation in the interaction picture

.. d -
1ha|¢> = Hil)) (3.50)
becomes

Cealt) = —1 3 g ety 1
dt h 4 ’
d i *  —i(Weeg — .
(0 = —qaie e (o) (3:50)
d
&C()(t) =0

Notice that the state [g, {Owy }) becomes decoupled from the rest of the dynamics as
the total Hamiltonian H, = Hgys + Hy conserves the total number of excitations,

ie. [Hior, N] =0, with N =616 +> " afax.
k

The system in Eq. (3.51) can be formally solved by eliminating the amplitudes
¢k, from the second line of Eq. (3.51)

. t
cp(t) = —%gi/ e iwes—wiltie (1)) dty (3.52)
0

and substituting the result back into the first line of Eq. (3.51)

d

t
1 2 i(weg—wr)(t—t
&ce(t):—/o ﬁ%]gﬂ i) (t=11) o (41) dt (3.53)

F(t—t1)

Finally, the equation for the time-evolution of the amplitude c.(t) becomes an
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3.3. Emission and extinction spectra of quantum systems

integro-differential equation

4
dt

co(t) = — /0 Ft—t1)eo(ty) dty. (3.54)

We further note that the kernel f(¢ — ¢1) can be expressed using the operator R
as

F(t = 12) = Trom { ROORT (t1) pom | 2050~ (3.55)

where the trace is taken with respect to the electromagnetic modes and
Pem 1s the density matrix of the electromagnetic modes in the vacuum
state. Equation (3.55) becomes useful in cases when the correlation function

(R()RT(t1)) = Trem {R(t)]:ﬂ(h)ﬁem} can be calculated by other means than the

explicit summation of Eq. (3.53). It is particularly useful to define the so-called
spectral function Jem,(w) via the expression for the kernel f(t — 1) as:

flt—t) = / Jom (w) e @es=@)(E=11) gy (3.56)

— 00

The spectral function Jem(w) then combines the information about the molecule-
continuum coupling strength and the spectral structure of the continuum, and
can bring an intuitive picture into the otherwise highly complex problem of the
non-Markovian dynamics of the excited state of the molecule.

Equation (3.54) can be solved by standard mathematical methods involving
the Laplace transform or direct numerical integration. In this thesis we adopt the
general numerical approach suitable for integration of Eq. (3.54) with Jem(w) in
a general form. The specifics of the numerical method are further described in
Appendix B.2.

3.3 Emission and extinction spectra of quantum
systems

We revise here the spectral response of quantum systems. The extinction and

emission spectra are often the most accessible information about a quantum

system, as implemented in optical experiments. In this chapter we derive the

expressions for the emission and extinction spectra of quantum systems and define
the spectral line shapes that we use in later chapters.

3.3.1 Photon emission spectrum

In this thesis we are be mostly interested in the calculation of emission spectra
of systems involving a plasmonic particle and a molecule pumped by an incident
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laser. We further assume that the direct radiation of the molecule into the far-field
is negligible compared to the indirect emission enhanced by the plasmonic particle.
We show now that in such situations the emission spectrum can be obtained from a
two-time correlation function of the plasmon annihilation and creation operators.

To that end we define the emission spectrum as the rate of absorption of the
far-field photons that are emitted by the plasmonic particle in the detector. We
further assume that the detector is composed of a series of absorbers, each of
them sensitive to a particular frequency w. We adopt this particular model of
the detector for simplicity of the derivation, which can be performed in different
ways [94, 97, 98]. In the linear regime, such detector can be realized as a set
of harmonic bosonic absorbers of the respective frequencies w. We assume each
detector’s absorber of frequency w is described by the Hamiltonian ﬁdct,w,

Haet o = hwd d,, (3.57)

with d,, the annihilation operator of the absorber. We further assume that the
detector mode of frequency w interacts with the incident field via the detector-
photon interaction Hamiltonian Hget—ph

Haet—pn(w) o< BTV, + EF)dl (3.58)

where E(H) [E(-)] is the operator of the positive (+) [negative (—)| frequency
part of the electromagnetic field measured at the position of the detector. The
interaction between the measured field E(H) [E(-)] and the detector perturbs the
density matrix of the total system and, in the linear response limit, within the
interaction picture defined by the system and detector uncoupled Hamiltonian, it
gives rise to the contribution

N A .
(5p%—/ [Hdet_ph(tl),p] dty, (3.59)

ih J_
where p is the density matrix of the non-interacting system and the detector. The
rate of the photon absorption by the detector at the respective frequency w, W(w),
proportional to the intensity measured at frequency w, is then given by the increase
of the detector’s mode population with time:

W) o (o) = 1 ([Flaer—po L] ) (3.60)
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In the linear-response regime, by using Eq. (3.59) this rate becomes

W) T { [ (a0, [Haoogn(s). 0] s}

— 00

@ﬁ{f (B (Odue - BO (L] (3.61)

X [E(_)(s)ciwe_i“’s + E(H(s)dlei“s,ﬁ} ds}.

We assume that the detector is initially in the ground state and thus (d,d,,) =
(di di) = (dl d,) =0 and (d,dl) = 1, which yields for W (w):

(3.62)

In the last step we used the identity (E()(t —7)E)(t)) = (EC) () EH) (£ + 7)),
which follows from the properties of the two-time correlation functions. In the
steady state we set ¢ = 0 and finally obtain the emission spectrum se(w) < W(w)
in the form

se(w) ox Re { /O h <E<*>(0)E<+> (T)> el dr} . (3.63)

The electromagnetic field at the detector is generated by the radiation of
the particle plasmon (assuming that the molecule radiates dominantly via the
plasmon) and can be connected to the annihilation, EM) a, and creation
E() « at operators of the radiative plasmonic mode. We are therefore led to
define the plasmon emission spectrum as

se(w) = 2Re /0 T ar (@ )a(r) 7 b, (3.64)

where for further convenience we have introduced the two-time correlation function
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ge- Equation (3.64) does not include the effect of the electromagnetic-field
propagation from the plasmonic particle to the detector. The signal that is actually
measured at the detector Se(w) thus contains an additional prefactor that reflects
the spatial dependence of the plasmon radiation pattern and also encompasses the
frequency-dependent factor I(r,w) originating from the density of states of the
radiating electromagnetic fields

Se(w) = I(r,w) s¢(w). (3.65)

For a radiating dipolar plasmon in vacuum, the frequency dependence of I(r,w)
is I(r,w) o< w?/|r|%. In this thesis we will keep the convention of presenting the
spectra in the more symmetrical form given by se(w) [Eq. (3.64)], free of far-field
radiation effects.

3.3.2 Extinction spectrum

The linear extinction spectrum of a weak probe can be evaluated in close analogy
with the emission spectra using the two-time correlation functions of the system
operators [99-101]. We can calculate the extinction as the power that the probe
field dissipates to drive the probed system.

We follow the argument of Mollow [100] that starts by defining the interaction
of the system with the weak probe beam in the form

Hp = h€pa’e " + Hoc, (3.66)

with Ep the amplitude of the interaction of the system with the probe of frequency
wp that is assumed to be close to the system resonance frequency such that
the rotating-wave approximation applies. The system is represented by the
annihilation (creation) operator @ (a'), which can be in general substituted by
another system operator that appropriately describes the interaction with the
probe. The weak driving represented by Hp induces a small change in the density
matrix Jp of the probed system which is given by the following approximate
expression within the lowest order of perturbation theory:

o~ / t [Fo(12). 4] i, (3.67)

ih J_ o
where p is the unperturbed density matrix of the system in the steady state. On
the other hand, the probing field drives the system and therefore dissipates its
energy. We derive the rate of the energy dissipation by explicitly quantizing the
probe field and introduce the probe-field Hamiltonian Hpgr

Hpg = hwpélé, (3.68)
where ¢ (¢1) are the bosonic annihilation (creation) operators. We further assume
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that the probing field is in a coherent state |Ep(t)), with Ep(t) = Epe P! and
¢len(t)) = Er(D)[Er(1))- (3.69)

Using Eq. (3.69), the probe-system coupling Hamiltonian in Eq. (3.66) can be
formally written as

Hp = n(é¢ta + éal), (3.70)

which becomes identical to Eq. (3.66) if the Hamiltonian (3.70) is averaged with
respect to the probe degrees of freedom (Ep(t)|Hp|Ep(t)). The power dissipated
by the probe, i.e. absorbed by the system, can then be found as

d
Pops = —hwp£<éTé). (3.71)

From Eq. (3.9) we find the rate of dissipation of the probe energy as

%@T@ = % <|:Hp,éTé:| > , (3.72)

which, using Eq. (3.71) and applying the average with respect to the probe
coherent state, leads to

Paps = ihwp(Epe“Fta — EpePaT) = (Hpw), (3.73)

where the average is defined with respect to the perturbation of the density matrix
6p and we have defined

Hpw(t) = ihwp (Epe“Pta — Epe“rtal) . (3.74)
The probe absorption Py is thus
A . 1 [t . A .
Py = Tr {pr(t)5p} —= /_OO Tr {pr(t) [Hp(tl),p} } dty
1/t . . X
- /_OO Tr { {pr(t),Hp(tl)} p} dty. (3.75)

We further substitute Egs.(3.66) and (3.74) into Eq.(3.75) and obtain the
expression for the absorbed power

t
Pabs %ﬁwP|5P|2/ Tr { [d(t)m(tl)e_iwp(tl_t) - &T(t)&(tl)eiwp(tl_t)} ﬁ} dt1+
—0o0
H.c., (3.76)

where we have disregarded the fast-rotating terms of the form a(t)a(t;)e'@r (t+t1),
Notice also that the trace in Eq. (3.76) contains the steady-state density matrix
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p and the absorbed power is therefore expressed as a property of the unperturbed
system. We now define t; =t + 7 and assume that the absorption is a stationary
process

0
Paps = hwp|Ep | / (a(t)al (t+r)e ™ —al(t)a(t + )" ") dr + H.c.

o0

= fl,u}p|5p|2 / < t + 7' )]> einTdT + H.c.

:hwp|5p|2/0 ([a(t+7),4a T(t)D e“rTdr + Hee.
(3.77)

= Twp|Ep|?2Re /< (t+7),a'(t)]) e“rrdr

Gta

= hwp|Ep|?2Re ([a(r),a’(0)]) e«“rmdr
0 N ——
Jta

Where we have defined the two-time correlation function gi, = g. — g that carries
a component representing the pure absorption of the probe by the system

g2 = (a(r)a' (0)) (3.78)
and a part representing the emission into the probe-field
ge = (a'(0)a(r)) (3.79)

that we have introduced in the previous section and that we have shown to yield
the emission spectrum s, (w)

se(w) = 2Re { /0 h {(a'(0)a(r)) ei‘”dr} .

In the context of weak-probe absorption, se(w) is the emission stimulated by the
probe field. Using the above results we can define the direct probe-absorption
spectrum s, (w) as

sa(w) = 2Re { /O h {a(m)a'(0)) eimdr} , (3.80)

where we disregard the pre-factors appearing in Eq. (3.77).

The full expression for the absorption spectrum derived in Eq. (3.77) can be
used to calculate the weak-probe absorption even in the case that the quantum
system is driven by external stimuli. In such a case, the total probe absorption
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has to contain the part representing the direct absorption s,(w) as well as the
stimulated emission s.(w). In case that the latter contribution prevails, the total
absorption spectrum sg,(w)

Sta(w) = sa(W) — se(w), (3.81)

can be negative, implying that the system provides an overall gain.

3.4 Summary

The main purpose of this chapter is to provide a basic introduction to the concepts
and expressions of the open-quantum system’s theory in a compact way that we can
later apply to study plasmon-assisted fluorescence in Part IIT and Raman scattering
in Part IV of the thesis. This chapter also has the ambition to practically guide the
reader through the theory as it does not pay too much attention to formal proofs
but rather discusses the working principles of the quantum-mechanical tools that
can be directly transfered to applications.

We have derived the basic equations that govern the dynamics of a system
density matrix for closed and open quantum systems which is a starting point for
the quantum-mechanical treatment of interacting systems relevant to plasmon-
enhanced spectroscopies.

As this thesis deals mainly with optical and infrared molecular spectroscopy,
special attention has been paid to the derivation of photon emission and extinction
spectra of quantum systems interacting with light. We have provided these full
derivations that allow us to express the system spectral response in terms of
one-sided Fourier transforms of the system operators, often omitted in standard
textbooks.
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Chapter 4

Dielectric theory of
Surface-Enhanced Infrared
Spectroscopy

The ability of nanometer- and micrometer-scaled metallic particles to squeeze
incident electromagnetic field at their surface and thus strongly enhance the
interaction of light with samples in their close vicinity has found applications in
a broad range of plasmon-enhanced spectroscopic methods [23] including Surface-
Enhanced Raman Spectroscopy (SERS) [8, 11, 15, 18, 102-110], Surface-Enhanced
Infrared Spectroscopy (SEIRS, alternatively called Surface Enhanced Infrared
Absorption: SEIRA) [24-39], Surface-Enhanced Fluorescence (SEF) [111-115]
spectroscopy or optical absorption spectroscopy. In this chapter we focus on the
classical description of the working principle standing behind SEIRS.

SEIRS is an extension of the conventional infrared (IR) absorption spectroscopy
[116], where the incident infrared radiation is absorbed by infrared active
vibrational modes of the sample (often molecules), and the absorption feature is
manifested in the far-field optical absorption spectrum as a resonance peak. As the
vibrational modes of molecules carry information about the molecular structure,
the set of these vibrational absorption peaks can be used as a fingerprint which can
unambiguously identify specific chemical substances and their bonding in different
chemical compounds and materials [117-120]. This chemical fingerprinting finds
its application in a broad range of fields ranging from basic research to applied
science and industry.

Nevertheless, the interaction strength (the spectral cross-section) of molecules
is usually extremely weak which in the conventional IR spectroscopy hinders the
detection of the vibrational fingerprints of small amounts of molecules. In SEIRS
this situation can be overcome by placing the molecules in the vicinity of metallic
surfaces that support plasmonic resonances in the IR. The strongly enhanced
interaction of the molecule with the incident light then allows for accessing the
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molecular vibrational fingerprints even for minute sample quantities [34].

In the following sections the basics of the IR activity of molecules is first
outlined and then the focus is placed on the electromagnetic mechanism leading
to SEIRS enhancement. In Section 4.4 we study a particular example of plasmonic
structures utilized in SEIRS and perform a numerical study of their performance
for enhancement of molecular signals in the IR.

4.1 IR activity of molecules

IR and Raman spectroscopy exploits the fact that molecular vibrations are able
to interact with incident electromagnetic waves revealing fingerprint vibrational
signatures in their respective spectra. However, not all molecular vibrations
efficiently interact with probing light being spectrally active. Here we discuss the
basic principles standing behind the vibrational spectral activity of molecules in
infrared absorption spectroscopy.

IR spectroscopy is based on the direct excitation of molecular vibrations by
the incident electromagnetic radiation. In the point-dipole approximation of the
molecule, the vibrational modes interact with radiation via their ground-state
dipole moment, d(g), which parametrically depends on the coordinate ¢' of a
given vibrational mode. More precisely, the ground-state dipole moment of the
molecule can be expressed as:

d(q) = /ren(r q)d r+ZR )Qi, (4.2)

with n(r;q) the position-dependent ground-state electron density parametrically
depending on the vibrational coordinate ¢, e the electron charge, R;(q) the ¢-
dependent position and @Q); the charge of nucleus i. For a molecular vibration to
be IR active, the derivative of the molecular dipole moment with respect to ¢
must be non-vanishing. The condition for the IR activity of a molecular vibration
therefore is:

od(q)
0 |, £0. (4.3)

An electromagnetic wave then upon interaction with the molecule creates an

I The real space displacements R; 4(qa) of atom A in direction i € {z,y, 2} of mode « are
constructed from the mass-weighted coordinate g, as

1
R; = —5 4qa, 4.1
i,4(qa) N i,Ada (4.1)
where M, is the mass of the atom and S}, are elements of a unit vector, > A(SZ"‘A) =1,

that arise from the diagonalization of the vibrational dynamical equations in the mass- welghted
coordinates.
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4.1. IR activity of molecules

induced dipolar moment, dd, that is proportional to the amplitude of the incident
electromagnetic field, E(t), via the molecular vibrational polarizability tensor ayiy,
as

6d) = agp, - EF(1), (4.4)

where 6d(t) and E(*) are the positive-frequency parts of the respective variables.
The polarizability tensor a1, carries information about the IR active vibrational
modes and yields the experimentally observable extinction signal oext:

0

k 1
Oext = ;Im {3TI‘ [avib]} ) (45)

where the trace Tr{-} arises from averaging over all molecular orientations and
k=w/c.

The vibrational polarizability tensor ., emerges from the dynamics of the
vibrational mode driven by the incident electromagnetic wave. We can describe the
coupling of the vibration with the incident radiation by the interaction potential
energy Vyib—rad(q):

Vvibfrad(q) = _d(q) . E(t) (46)

In the harmonic approximation, the molecular vibration is described as a harmonic
oscillator of eigenfrequency 2 with kinetic, Ty (¢), and potential, Vi, (q), energy:

1.
Tvib = §q27

2 (4.7)
Veib = 592(12'

Eq. (4.6) together with Egs. (4.7) can be combined into the Lagrangian £(q, ¢,t)
of the driven vibration as

£= Tvib - Vvib - ‘/vib—ra(h (48)

which yields the Euler-Lagrange equation of motion

d /02 0L
5(%) =5 (49)

We further approximate d(g) ~ do + % |q:0q and obtain the differential equation

ad
j=—-0%+ B0 E(t), (4.10)

i ite 24 = od
where for brevity we write 7o = 5o 4=0°

electromagnetic light has a harmonic time dependence E(t) = EH) () + E()(¢) =

We further assume that the incident
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Eé‘”e’i‘”t + Eé_)ei‘*’t, with E(T) [E()] the positive (negative) frequency part
defined so that E(f) = [E(_)]*. We further add into Eq. (4.10) the
phenomenological damping force, Fgamp = —7Yv¢, where ~, is the damping
coefficient of the particular vibration, and solve it for the particular solution given
by the positive-frequency part of the driving field. To that end we assume a

positive-frequency particular solution of ¢ in the form ¢(+) = q(()Jr)e_i“’t and obtain
an algebraic equation for the amplitude q((]+)
. od
(02 — w2)qé+) - 1'vaqé+) = 7 E((3+), (4.11)
which yields
ad @)
od |
" = 9 0 (4.12)

(02 — w?) —iyw

The positive frequency part of the induced dipole moment, §d(t) = (5d(()+)e—i‘”t

(with dgﬂ a time-independent amplitude), is then related to the vibrational
displacement as 6d(*) = %q(”, which leads to:

G

sd(H = GV O 413

0 (QQ_WQ)_i,wa 0 > ( )
Qyib

where ® stands for the Kronecker product. From Eq. (4.13) we identify the
polarizability tensor of the molecular vibrational mode as:

F
Qyib = - )
P2 - w?) iy

od od
F=("—®~-—).
<8q®6q)

(4.14)

with

The polarizability in Eq. (4.14) has the character of a Lorentz-like resonance
with a resonance frequency = 2, and can be brought into the more standard
Lorentzian form by further approximation. If one completes the square in the
denominator in Eq. (4.14) and neglects the contributions of order O(v2), one
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obtains:
F
Ovib = (Q2 — w?) —ipw
N F
T2 (wHI)] [2+ (w+iL)]
F F

00— (w+ig)] 29[+ wriL)]

off-resonant

~ F (4.15)

20 (0 —w—i%)’

Where in the last step we have dropped the off-resonant term as we are interested
only in the polarizability evaluated close to the vibrational resonance. The final
form of ai, in Eq.(4.15) has the sought form of the Lorentzian resonance, i.e.,

WwF
10 [(w Q)2+ (%)2} ’

Im {ovib} ~ (4.16)

and the extinction cross section of the IR active vibrational mode, Eq. (4.5), thus
becomes:

k v Tr [F]
Oext = ——

€0 120 {(W_Q)z + (%)2}

(4.17)

The IR-active vibrational mode thus appears in the absorption spectrum as a
Lorentzian peak positioned at the frequency of the molecular vibrational mode
and its intensity is given by the IR activity of the mode contained in the oscillator
strength F.

4.2 Molecular layers and phononic materials

So far we have described the interaction of a single molecule with light.
Nevertheless, in SEIRS we usually study an ensemble of molecules forming a layer
on top of the surfaces of plasmonic antennas. In practise it is therefore more
convenient to describe the material composed of the individual molecular samples
as a continuous dielectric medium characterized by an effective dielectric function
es. The polarizability of a single molecule can be related to the dielectric function
of the effective material via the Clausius-Mossotti relation [42, 121]. The Clausius-
Mossotti relation self-consistently evaluates how a single molecule is polarized
inside of a homogeneously polarized continuous medium composed of molecules
of the same type. The permittivity of the effective homogeneous medium is then
connected with the single-molecule polarizability, a1, (for simplicity considered
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Figure 4.1: (a) Real (Re{esio, } - red line) and imaginary (Im{esio,} - blue line) part
of the experimentally measured dielectric function esio, of SiO2 [122]. In the frequency
region where Re{esio,} < 0 (region marked by the shaded area), structures fabricated
of the phononic material can sustain collective surface-phonon modes. (b) An example
of a system of a plasmonic antenna covered with a shell of a sample phononic material
[e.g. described by the dielectric function shown in (a)]. Both the phononic sample
and the plasmonic antenna can sustain collective surface-phonon and surface-plasmon
modes, respectively. An example of such surface modes is schematically depicted as the
positive (+) and negative (—) induced surface charges on the boundaries of the respective
structures.

here as isotropic), via

N 30 + 2N31010(vib

£s A (4.18)

d )
350 — NmolaVib

where N¢ | is the density of the molecules and & is the vacuum permittivity.

Another class of materials that yields a strong infrared response are phononic
solids [64-66, 123-130]. Phononic materials are often crystalline, polycrystalline or
amorphous solids whose structure contains infrared-active bonds. Similarly to the
infrared-active molecules, the infrared-active bonds of the phononic materials are
able to change the local polarization of the material and thus induce an interaction
with the electromagnetic field. A typical example of such a phononic crystal is
silicon oxide, whose Si — O bond oscillation induces a strong change of polarization
that gives rise to strong IR response [131]. We plot an experimentally measured
dielectric function of SiOq, €si0,, in Fig. 4.1 (a) [122].

In the following we describe the bulk properties of generic phononic materials
and of molecular materials on the same footing via the dielectric formalism by
considering a model dielectric function, which has the from of a Lorentz oscillator:

2
wos
sslw) =e wio — w? —ipw ( )

where €., is the background permittivity, wog is the oscillator strength, wro
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is the frequency of the transverse-optical (TO) phonon and ~, is the resonance
broadening. The parameters of the dielectric function are commonly determined
from experimental data. Nevertheless, in the following we use model parameters
to freely tune the properties of a phononic sample in order to study the behavior
of the phononic modes when interacting plasmonic antennas, such as in SEIRS.

4.2.1 Localized phononic resonances

Similar to the case of plasmonic resonances (see Chapter 1.2.1), if a vibrationally
active material is shaped into a finite particle, the dielectric response of the particle
results from its self-consistent interaction with the electromagnetic fields [64—
66, 123-125]. Especially in case of strongly IR-active phononic crystals, this can
give rise to localized surface phonon (phonon-polariton) resonances appearing at
frequencies that fit into a range where the real part of the phononic dielectric
function is negative [Re{es} < 0 - shown for the example of SiO as the shaded
area in Fig. 4.1 (a)]. The spectral features emerging in the infrared response of such
samples deposited on plasmonic antennas [as schematically shown in Fig.4.1 (b)]
must be thus understood as a result of the interaction between the plasmonic
modes of the metallic structure and the sample’s localized collective phonon-
polariton modes [129, 130].

4.3 Surface-Enhanced Infrared Spectroscopy
(SEIRS)

As the direct interaction of molecules with electromagnetic radiation is usually
very weak, the signal emerging from a few molecules is practically undetectable
due to experimental noise. SEIRS provides a way to enhance the spectroscopic
signal of molecules by placing them into the vicinity of plasmonic structures, which
enhance the effective interaction of the molecule with the incident radiation.

Here we describe the underlying mechanism leading to the electromagnetic
enhancement of the signal in SEIRS, which can be understood in the framework of
scattering of an electromagnetic wave on a pair of point-like scatterers representing
the molecule and the plasmonic particle. We develop here a classical model to
describe this interaction and apply it to analyze the spectral response of a realistic
system consisting of a linear plasmonic antenna and a sample in the form of a
small material patch located on the antenna surface.

4.3.1 Interaction of plasmons with IR active molecular
vibrations

When there is direct spectral overlap of the antenna plasmonic resonance and
the molecular vibrational resonance, the spectral line shapes of SEIRS exhibit
interference features that are often described as Fano-like resonances [132-135],
where a pseudo-continuum of electromagnetic modes represented by a broad dipole
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resonance of the infrared antenna interferes with the narrow vibrational resonance
of the analyzed molecules.

We introduce here an analytical model that yields closed-form analytical
expressions for typical SEIRS spectra of a plasmonic antenna covered with a
molecular sample. To that end we develop a coupled-dipole model, treating the
plasmonic antenna and the molecular sample as two point-like polarizable objects,
and describe the scattering of incident IR radiation on the antenna-sample system.
We attribute to both the antenna and the sample an isotropic polarizability aa
and ag, respectively, following the prescription of the previous section:

NG
aAs) = o - (4.20)

A(S) w? —iypEw’

with fa(s) being the antenna (sample) oscillator strength, y,(sy the antenna
(sample) intrinsic damping and 4 (g) the antenna (sample) resonance frequency.
The quasistatic polarizability in Eq. (4.20) has the form of a Lorentzian-like
resonance whose central frequency and line width are in principle established by
the material properties and geometry of the respective scatterer. Note that the
macroscopic polarizability as(s) is generally determined by the full self-consistent
solution of the Maxwell’s equations for the antenna (sample) in vacuum defined
by its shape and dielectric function. The sample polarizability ag thus reduces
to the single-molecule polarizability only if the sample is represented by a single
molecule. The coupled-dipole equations describing the scattering of the IR plane-
wave on the antenna-sample system can be expressed by means of the antenna
and sample dipoles, ds and dg placed at their respective positions ra and rg, as:

k2 k2
da = ap <E0(I‘A) + gG(I‘A, I‘S) -dg + gIm{G(I‘A, I‘A)} . dA) , (4.21)

k’2
ds = ag <E0(I‘s) + gG(I‘s,rA) . dA> , (4.22)

where G(r,r’) is the dyadic Green’s function in vacuum [Eq.(1.11)], %k is the
vacuum wave number of the incident radiation and Eg is the incident plane-
wave amplitude at the position of the respective scatterer. In Eq. (4.21) we have
introduced the self-interaction term that is responsible for the radiation damping
of the large plasmonic antenna o« Im{G}, but we have neglected the radiation
damping of the weakly polarizable molecular sample that is effectively dark for
the incident radiation. Egs.(4.21) and (4.22) can be solved for the respective
dipole moments:

-1
ds = [I —Im{Gaa} (I — asGasasGga) OZA}

(I — aAGASozSGSA)_l (OzAEé + OéAGAsasE(S)) , (4.23)
ds = aSES + agGgada. (4.24)
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Here we have introduced the notation ’;—EG(I‘I, r;) = Gy and Eo(r;) = E}.
We further simplify the tensorial character of the antenna-sample coupling, e.g.,
assuming that the two scatterers are suitably aligned with respect to each other and
with respect to Eg, and introduce the scalar form of Eq. (4.23) for this particular

configuration:

aAE()A OéAGasE§
1 —aAaSG2 1 —aAasG2
da = 4.25
A ik3 A + ik3 QA ’ ( )

_ 1_
6meg 1 — apagG? 6meg 1 — apagG?

Direct driving Indirect driving

where Gy = Gy = G (the interaction is real in the quasi-static limit) is the
relevant component of Gry. Assuming that the sample molecules are only weakly
interacting with the incident radiation, so that |Gag| < 1, we can neglect the
indirect driving term in Eq. (4.25) with respect to the direct driving term. We
then identify the effective polarizability of the plasmonic antenna in the presence
of the molecular sample as

aa
1— G? olf
Qoft = - ATS = el (4.26)
1 ik aa ik® g
— — o
6meg 1 — apagG2 6meg

where we have defined the quasi-static effective polarizability of the antenna, aeAﬂ§,

which accounts for the antenna-sample interaction:

AS _ A
= 4.27
Geff =7 arasG? (4.27)

For completeness we also define the effective polarizability of the sample, agé\.

Assuming that the molecular sample is dominantly excited by the near field of the
plasmonic antenna, the induced dipole moment of the sample thus approximately
becomes:

CksGOzAE(‘)A

_ 2
1 —apasG (4.28)

dg —
ik3 oA ’

Q

" 6meg 1 — aaagG?
from which we can define the effective polarizability of the sample as:

OtsGOLA

_ 2
sA L—anasG? (4.29)
ik QA

 6meg 1 — aaasG?
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We remark that the results of the coupled dipole model can be generalized to
extended objects in the form of a coupled-mode model [136] that leads to analogous
physical conclusions. In this thesis we thus use the results derived in this point-
dipole approximation to gain deeper understanding of the spectral response of the
antenna-sample system.

Once the polarizability of the antenna is known, the absorption, extinction
and scattering spectra can be calculated from the following relationships (see
Chapter 1.1.3):

k Qleff
abs ~ —1 AS =1, 4.30
Tab - m{ogg s (4.30)
k
Oext =~ 7Im{aeff}7 (431)
€0
k 2
Osca ~ GTE% ‘Oéeﬂf| = Oext — Oabs- (432)

In Egs. (4.30), (4.31) and (4.32) we have neglected the contributions to
the absorption, extinction and scattering emerging directly from the vibrational
sample. Therefore, in our theory, the spectra result only from the absorption and
scattering processes taking place on the antenna influenced by the presence of the
sample’s dark (or effectively dark) resonance.

The spectra of a typical antenna interacting with a molecular sample are
plotted in Fig.4.2 (a) for absorption (blue line), scattering (black line) and
extinction (red line). The parameters of the model are chosen such that the
antenna scattering dominates over the absorption and both the antenna and
sample’s resonances are made to spectrally overlap. The specific values of the
parameters defining the system are given in the caption of Fig.4.2. The spectral
profiles of the absorption, scattering and extinction contain a Fano-like feature due
to the molecular resonance that we further highlight in Fig. 4.2 (b), where we zoom
in the spectra of Fig. 4.2 (a) and normalize them to the spectral response of the bare
antenna (antenna’s absorption, o’ , extinction, o2, and scattering, ¢2,). The
extinction and the scattering spectra feature a clear spectral dip at the position of
the sample resonance. This dip, however, is not present in the absorption spectrum
which exhibits a positive bump on top of the broad antenna resonance. The
appearance of the positive feature in the absorption is rather surprising, inasmuch
as in experimental SEIRS absorption dips are observed even for strongly scattering
antennas [30, 34, 37, 39, 119, 137]. This seemingly paradoxical situation stems from
the fact that in experiments it is the antenna extinction that is measured and not
the antenna absorption.

We show in the following section how the line shapes of the respective spectra
can be understood with help of the model presented above. We consider several
modes of antenna operation depending on the ratio between the antenna intrinsic
and radiation losses.
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Figure 4.2: (a) Absorption, oabs, scattering, osca, and extinction, oext, spectra calculated
with the use of the analytical model presented in Section4.3.1 assuming dominant
radiation losses of the antenna and QA = Qs = 1250cm ™. A symmetric dip is observed
at the position of the sample resonance in the extinction and in the scattering spectrum,
whereas the absorption spectrum exhibits a positive bump. (b) Relative change of the
absorption, scattering and extinction spectra induced by presence of the dark mode. (c)
The asymmetry parameter gr plotted as a function of sample resonance frequency §2s.
(d) Amplitude of the Lorentzian curve added to the conventional Fano line, Br, for
scattering (Bsca = ), extinction [Bext = B(1 + )| and absorption [Babs = B(1 + 1]
spectra as a function of sample resonance frequency 2s. The amplitude Bsca = 8 never
exceeds unity at the antenna resonance frequency and is represented by the lowest lying
line. Close to the antenna resonance, the radiation corrected amplitude Bext = B(1+ Or)
is below unity which causes diminishing of the Fano dip in the extinction. The amplitude
Babs = B(1 + 8f) exceeds unity leading to reversal of the original antiresonance towards
positive resonance in the absorption. We used the following parameters to generate the
plots: fa =1x10722F-m?-cm™2, fs = 6 x 1072 F.-m? - ecm™2, yo = 60cm™! and

Ys = 6cm ™1

4.3.2 Spectral line shapes of 0,4, 0sca aNd eyt

The spectral response of a system of coupled modes is usually understood in terms
of the Fano resonances {132, 138, 139]. The effectively dark mode of the sample
coupled solely to the so-called bright mode of the antenna causes constructive or
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Figure 4.3: Corrected Fano spectral lineshape ocr for gp = —0.5, 0 and 0.5, and different
values of Br: (a) Br =0, (b) Br = 0.5, (¢) Br =1, and (d) Br = 1.5. The value of the
Fano asymmetry parameter gr modifies the symmetry of the profile, showing a perfectly
symmetric dip for gr = 0 and Br < 1, and an asymmetric dip for gr # 0. For gr = 0 and
Br = 1 the Fano spectral feature completely disappears and for gr = 0 and Br = 1.5
the spectral dip turns into a positive peak on top of the background.

destructive interference leading to the formation of the characteristic asymmetric
Fano line shape. It has been shown by Gallinet and Martin [140] that the original
Fano formula must be corrected for the case of coupled electromagnetic modes and
that in the formula for the spectral line shape, ocr, there appears a new parameter,
Bp, responsible for smoothing off the resonance feature. The expression for the
line shape is:

(k+gr)®>+ Br  (k+qr)? Br

= . 4.33

oer K2 +1 K2 +1 +/<2+1 (4.33)
—— ——
Fano Lorentzian

Here k is the frequency parameter and gp is the Fano asymmetry parameter. The
corrected Fano profile, ocp, thus contains the original Fano line and a Lorentzian
peak of amplitude Br. We plot ocr for different values of gp and By in Fig. 4.3.
The Fano line shape has the form of a generally asymmetric peak, which for the
case of gp = 0 (green lines in Fig. 4.3) becomes a perfectly symmetric (Lorentzian)
dip whose bottom reaches exactly zero and thus completely splits the spectrum.
The Lorentzian contribution then mitigates the depth of the spectral dip which
for 0 < Brp < 1 only shallowly perturbs the constant spectrum [Fig.4.3 (a,b)].
When Br = 1 the Fano dip is perfectly cancelled and the spectrum ocp becomes
constant for gr = 0 [Fig. 4.3 (c)|. Interestingly, by further increasing Br to values
1 < By, it is possible to completely reverse the Fano dip into a positive peak on
top of the constant background as shown in Fig.4.3 (d).

In this section we show how the spectral response in absorption, extinction and
scattering leads to different Fano-like line shapes and connect the parameters of
the Fano curves to the actual physical parameters of the coupled-dipole model. We
first derive the line shape induced by the coupling of the dark mode with the bright
mode for the simplest and practically measured situation: the extinction spectrum.
The extinction spectrum is given by the imaginary part of the total polarizability
of the antenna coupled to the molecular vibrational modes [Eq. (4.31)]. We insert
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the formula for the polarizability of the antenna interacting with the sample from
Eq. (4.26), using the bare antenna and sample polarizabilities from Eq. (4.20), into
Eq. (4.31) and obtain the expression for the extinction spectral line shape:

Oext ~ kIm{aeg}

:klm{fA cr +idp }
lapcr — fa fsG? — yrdr) + i[cryr + ardp)
2
—kfayr c%—kif‘*fig de 4 g2

a% + :l/% (CF — AF)2 + Fg =+ d% =+ QFCdF
—kfayr (k+qr)? + B(1 + 6r)

at + yi K241
A (F+ar)? +B(1+ )
—oh o . (4.34)

where for convenience we use a simplified notation for the Lorentzian-like
oscillators and define the real parameters ap = Q3 —w?, bp = —yaw, cp = Q3 —w?,
dp = —ysw, and yp = by — Rp fao with Ry = k3/(6meg). We have further defined,
following the notation of reference [140], the reduced frequency, kK = (cp — Ar)/T,
the asymmetry parameter, gp = Ap/T', the parameter 3 = dZ/I'? and its
correction 0 = fafsG?/(yrdr). We have also used the following definitions:
I' = Ic + dp having T'c = ypfafsG*/(af + yi) and Ap = ap fafsG?/(af + yf).
The expression in the last line of Eq. (4.34) represents a product of the bare
antenna extinction spectrum, crfxt, and a Fano-like spectral profile. By analogous
algebraic manipulation we derive the line shape of the scattering spectrum:

Osca A |oest|” = JA_(s+ar)+5
T 6med eff a% + Y3 K241
(k+qr)*+ 8
= —_ 4.
Osca K2 + 1 ( 35)
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and of the absorption spectrum:

~ asy | et |*_ —kfabe af + b3 T (v + gp)° + B'(1 + 6p)
oaps & kIm{ogr} | 5| = — 02 a2 L2 T2 211
off ag + 0 ap + Yg K=+
A TP A8
= Oabs P2 I<C2+1
_ A (htgr)*+ B(1+0p)
= Oabs 2 .
k*+1

(4.36)

In the definition of the primed parameters, instead of the total damping yr (i.e.
the damping including radiation), we use only the intrinsic (quasi-static) antenna
damping bp. The explicit definitions are: 0f = fa fsG?/(bpdg), I' =T% +d, I, =
b fafsG?/ (a3 +b3), ' = (cr—Ap)/T, gp = Ap /T, Ap = arfa fsG?/(ak + b2),
B’ = d%/T"2. The final expressions for the scattering and absorption in Egs.
(4.35) and (4.36), respectively, have the form of a generalized Fano-like profile,
but they differ in the correction parameter Br. For the extinction Bey; = 3, for
the scattering Byca = (1 + 0r), and for the absorption Babs = 6(1 + df).

The symmetry of the pure Fano line shape is determined by the parameter
gr, which we plot in Fig.4.2 (c) as a function of the sample frequency Qg at
w = Qlg. We note that the asymmetry parameter gr has the same value for all of
the spectra and its value depends on the detuning between the antenna and the
sample Q4 —g. The asymmetry parameter changes its sign from negative, below
the antenna resonant frequency, to positive, above the antenna frequency, marking
thus a change of the symmetry of the molecular Fano-like spectral signature. If the
eigenfrequency of the sample is tuned to the resonance of the antenna (24 = Qg),
the pure Fano line features a fully symmetric antiresonance. The Fano line is
further accompanied by the term in the form of a Lorentzian resonance with
amplitude Brp € {Bext, Bsca, Babs} centred exactly at the position of the Fano
dip. If the amplitude of the additional Lorentzian curve exceeds unity, the original
Fano antiresonance is switched towards a positive resonance. We see in Fig. 4.2 (b),
(d) that this situation occurs in the absorption spectrum for the set of parameters
selected for our system, Baps(2s = Q) > 1. On the other hand, the parameters
Bext and By, diminish the antiresonance of the extinction and scattering spectra,
respectively, but do not exceed unity and hence for 2 = Qg, both the extinction
and the scattering profiles preserve the Fano-like dip.

We now show that for the exact tuning Q4 = (g the positive feature can
appear only in the absorption spectrum and that the extinction and the scattering
always exhibit a spectral dip. It is interesting to rewrite the expression for the
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amplitudes Beyxt, Bsca and Baps in terms of the original oscillator parameters for
practical relevant situations usually exploited in SEIRS, Q4 =~ Qg [28], and setting
w =~ Ng, we get:

d2 y2
Beaaw Qs ~ Qu) =8 = FIF , 4.37
(WA Qs Q) =0 = (778 1 yedr)? (4.37)
yrdp
Bow(wm Qs ~Qp) =B(1+0p) = — °F 4.
t(wa Qg ~ Qp) = B(1 + 0r) e 1 fafoGP (4.38)
yrdp brdr + fafsG? yr
Baps(w =~ Qg ~ Qp) = B(1+6%) = = . (4.39
bel Qs & Q) = B 0) = DG E T gede + SadsGP b Y

Fy Fy

We immediately observe that the amplitudes Bg., and By are limited for the
case of the exact tuning and can never reach unity. The flip into the positive
peak is therefore forbidden for the scattering and for the extinction. Note that
this statement is not true for arbitrary antenna-sample detuning as Beyt can be
larger than one for Q5 # Qg [see Fig.4.2 (d)]. In the detuned situation, the
Lorentzian contribution superposes with an asymmetric Fano line which in turn
yields an asymmetric shape of the resulting spectrum [28]. The situation is more
complicated for B,ps as it contains a product of terms that we denote as F; and F5
and that are manifestly smaller and larger than one, respectively. The magnitude
of Baps thus results from the interplay of these two terms and its bounds, Baps < 1,
cannot be determined generally. To get further insight we thus assume that the
coupling term between the antenna and the sample fa fgG? is small and we Taylor
expand Eq. (4.39) as

B(1+ 64) ~ 1+fAfSG2M+... (4.40)
beFdF

When the coupling is weak, the sign of the first order coefficient decides whether
the spectral antenna-sample interaction results in a positive resonance or a negative
antiresonance in the absorption spectrum. We find the condition for the formation
of the positive resonance as |yr| > 2|br| by requiring the sign of the first order
coefficient to be positive (note that by definition yg, bp and dp are negative).
In other words, the positive resonance occurs when the sample weakly couples
with the antenna whose total damping is at least twice larger than the intrinsic
damping, i.e., the radiation damping of the antenna is larger than its intrinsic
damping. Furthermore, if the condition |yr| = 2|bg| is satisfied, the absorption
spectrum is, to the first order, virtually unperturbed by the sample resonance.

Such behavior of the absorption spectrum can be understood in terms of
coupling regime of the antenna-electromagnetic field as defined in the coupled
mode theory, as described by Adato et al. [137]. In this context, the antenna
is seen as a resonator coupled to the incident and reflected fields. Depending on
the antenna parameters, the regime of the antenna-field coupling can be classified
as under-coupled (|yr| < 2|bp|), over-coupled (|yr| > 2|br|) or as critical-coupling
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regime (Jyr| = 2|br|). In the critical coupling, the antenna absorption efficiency
is maximized [137, 141, 142] and decreases towards both under- and over-coupled
regimes when the antenna intrinsic damping is varied. If the sample is placed into
the vicinity of the antenna, the antenna intrinsic damping is effectively increased
for frequencies close to the sample resonance, which can be identified from the
expression for the antenna quasi-static polarizability in Eq. (4.27) combined with
Eq. (4.20) and considering as(Qs) = ifs/(vs9s):

AS _ fa
it (1) = 03 — Q% —i[vaQs + fafsG?/(sQs)] (4.41)

where fa fsG?/(7sQ32) is the effective increase of the antenna damping due to
the coupling with the sample. The antenna-sample coupling then results either
in enhancement or suppression of the antenna absorption in the narrow spectral
range around the sample resonance. Depending if the bare antenna is in the over-
coupled regime or in the under-coupled regime, the interaction of the antenna with
the sample thus gives rise to the absorption positive feature or the negative dip,
respectively. We demonstrate this behavior on an particular example of a linear
plasmonic antenna later in Chapter 4.4.2.

4.3.3 Validation of the analytical model by numerical
simulations: consequences of the model

In order to corroborate the validity of the analytical model we numerically calculate
the spectra of a gold linear cylindrical spherically-capped plasmonic antenna
(3.2pm long, diameter 100nm) with two kinds of phononic samples, a large
patch coupled with the antenna providing medium strength of antenna-sample
interaction (mildly interacting patch) and a thin patch leading only to much
weaker coupling between the sample and the antenna (the weakly interacting
patch). We model the sample as a cylindrical patch of thickness 7.5nm in the
case of the weakly interacting patch and of thickness 15nm in case of the mildly
interacting patch. The patches are constructed by intersecting a cylindrical capsule
with spherical caps of length 180 nm (mildly interacting patch) or 150 nm (weakly
interacting patch) by the body of the antenna as shown in Fig. 4.4 (a). We use the
gold dielectric function by Palik [143]. The patch dielectric function is modelled
as a single Lorentz oscillator [Eq.(4.19)] with e, = 2.14, wos = 969cm™1,
wro = 1085cm ™! and 7, = 10cm ™!, mimicking a phononic mode in the sample.

In the following we study interaction of the lowest dipole plasmonic mode
(resonant at about Qs ~ 1250cm) of the antenna with the excitations of the
sample. The near-field distribution of the dipole mode of the bare plasmonic
antenna, |E|, excited on resonance by an incident plane wave polarized along z
and propagating in the z direction is shown in Fig. 4.4 (b). The plasmonic near field
is strongly localized at the surface of the antenna and increases in magnitude from
the centre of the antenna towards the antenna’s extremities where the plasmonic
hot spots are localized.
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Figure 4.4: (a) The vibrational patch is modelled as a cylindrical object with
hemispherical caps of length L and diameter D and is hollow in the centre as the
body of the antenna passes through it. For the weakly interacting patch we used
L = 150nm, D = 115nm and for the mildly interacting patch we used L = 180nm,
D = 130nm. The length of the antenna is La = 3.2pm with diameter Da = 100 nm.
(b) Normalized amplitude of the near field of the plasmonic antenna (La = 3.2pm,
D = 100nm) illuminated by a monochromatic plane wave polarized along x and of
frequency ~ 1250 cm ™!, which is resonant with the lowest dipole mode of the antenna.
The near field amplitude increases from the centre of the antenna towards the antenna’s
extremities where it is maximized in the plasmonic hot spots.

We place the samples on top of the antenna onto different positions along the
antenna’s long axis and observe the changes in the total spectral response of the
antenna-sample system. Finally we fit the analytical model to the numerically
calculated spectra in order to obtain the model parameters as a function of the
sample position. A commercial-grade simulator based on the Finite-Difference
Time-Domain (FDTD) method was used to perform the numerical calculations
[144]. We obtain the model parameters by fitting the scattering spectra and
use them to calculate the absorption and the extinction. We choose to fit the
scattering as it originates almost purely from the large antenna’s dipole moment
and practically does not contain any contributions from the direct scattering of
the sample. The scattering, unlike the absorption and hence also the extinction,
thus best complies with the assumption of the analytical model, which neglects the
direct contribution of the sample absorption and scattering to the overall antenna-
sample spectral response.

The waterfall plots of the numerically calculated extinction [Fig.4.5 (a,b)],
scattering [Fig. 4.5 (c,d)] and absorption [Fig. 4.5 (e,f)| spectra (black lines) of the
antenna-sample system for gradually increasing the coupling between the sample
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Figure 4.5: Numerically calculated (black lines) and model fit (red dashed lines) spectra
[(a,b) absorption, (c,d) scattering and (e,f) extinction] of the plasmonic antenna with
a patch of phononic material positioned along the antenna longitudinal axis onto a
distance x from the antenna center. The model parameters are obtained from the fit
to the scattering spectrum of the bare antenna and used for calculation of the absorption
and extinction spectra. (a,c,e) Spectra calculated for a patch of small sample volume
causing only slight perturbation to the original spectrum of the antenna (the weakly
interacting patch). (b,d,f) Spectra calculated for a patch of larger sample volume (the
mildly interacting patch); the dip in scattering spectrum almost completely splits the
original antenna scattering peak. The antenna parameters obtained from the fit are:
fa =997 x 1072 F -m? - ecm™?, wa = 1269cm™" and ya = 67cm™'. We further use
the following fixed parameters for the phononic sample: fs = 1.15 x 10726 F - m? - cm ™2,
Qs = 1255cm ™! for the weakly interacting sample and Qg = 1247cm ™' for the mildly
interacting sample, 75 = 13cm™'. The only parameter modified for the different
position of the patches is the coupling strength G which was increased up to G =
3.25 x 102 F~! . m~? for the weakly interacting sample and G = 5.76 x 10 F~! . m~?

for the mildly interacting sample.
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and the antenna together with the results from the model fit (red dashed lines) are
displayed in Fig.4.5 (a, c, e) for the weakly interacting patch and in Fig. 4.5 (b, d,
f) for the mildly interacting patch. The results from the model almost perfectly
fit the scattering spectra [Fig.4.5 (c,d)], but the absorption calculated from the
fit parameters is somewhat underestimated [Fig.4.5 (e,f)]. We attribute this to
the simplified form of the initial expressions used for the calculation of the spectra
[Egs. (4.30)], which are derived for point-like polarizable objects. Despite this,
the spectra obtained from the analytical model match those from the numerical
calculations with remarkable accuracy.

We have chosen the parameters of the antenna such that the scattering
spectrum of the bare antenna strongly overwhelms its absorption spectrum. The
resonance feature that appears on top of the broad antenna spectrum at the
frequency of the sample resonance is thus a positive bump in the absorption and
an anti-resonance both in the scattering and in the extinction. When the mutual
coupling between the antenna and the sample is increased, for example by moving
the phononic patch towards the antenna extremities where its near field is larger,
the originally almost unperturbed spectrum of the antenna displays a gradual
increase of the spectral fingerprint of the sample resonance.

To understand this trend we calculate the antenna’s normalized near-field
amplitude |E4| and intensity o |Ea|? along the antenna axis and plot them in
Fig.4.6 (a) for the weakly interacting sample and in Fig.4.6 (b) for the mildly
interacting sample as red and blue lines, respectively. The dominantly radially
polarized antenna near-field amplitude increases approximately linearly with the
distance from the antenna center (z = 0pm) towards the antenna’s extremities.
Alongside with the near fields we show the fitted antenna-sample coupling constant
G (black crosses) obtained for the different positions of the sample along the
antenna. We normalize all the quantities to the value obtained at the antenna
extremity. The fitted coupling constant G almost perfectly reproduces the spatial
distribution of the antenna’s near-field amplitude for both the weakly and the
mildly interacting sample. This can be understood if we realize that the coupling
G is proportional to the overlap integral between the normalized distribution of
the polarization Pg(r) = Pg(r)/max[Pg(r)] inside the sample at the frequency
of the phononic resonance and the antenna’s near-field distribution Ex (r), G
[[[ Ea(r;z) - Ps(r)d’r, as has been shown using more general theory elsewhere
[136]. Since the distribution of Pg(r) is independent of the sample position, the
spatial dependence of G is thus determined by the near-field distribution at the
antenna, in agreement with the result in Fig. 4.6.

The role of the coupling parameter GG for practical sample sensing is however
more challenging to interpret. We therefore investigate, as a spectroscopic figure
of merit, the size of the spectral feature induced by the presence of the sample,
when the sample’s position is shifted along the infrared antenna. We subtract the
spectral line of the bare antenna from the spectra of the total interacting system
and plot in Fig. 4.6 (a,b) the difference between the maximum and minimum of the
normalized spectral line as the spectroscopic contrast measured in the absorption
(blue squares), scattering (black circles) and extinction (red triangles). We observe
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Figure 4.6: Comparison of the normalized size of the spectral contrast [see the inset
in (a)] calculated in the absorption, scattering and extinction with the profile of the
antenna near-field amplitude |E| and intensity |Ea|?, as a function of sample position
along the antenna axis measured from the antenna center. The results are displayed
for the weakly interacting sample (a) and for the mildly interacting sample (b). The
coupling constant G obtained from the fit of the analytical model to the numerical data
corroborates the prediction that the antenna-sample coupling is proportional to the bare
antenna’s near-field amplitude.

that the spectral contrast increases as both the weakly and the mildly interacting
patch moves along the antenna axis out from the antenna centre. However, a closer
look at the spectral contrast reveals strong discrepancies between the results for
the weakly and the mildly interacting sample.

The spectral contrast of the weakly interacting sample follows a profile which
is similar to the spatial variation of the near-field intensity |E4|? in all the signals.
The explanation of this behavior follows directly from the analytical form of the
model spectra, in which the spectral contrast is dependent on the square of the
coupling parameter, G2. The Taylor expansion for the weak antenna-sample
interaction therefore emerges in the form of a quadratic lowest-order term and
gives rise to the quadratic dependence of the signal on the coupling G. Hence the
observed tendency corroborates the commonly accepted enhancement mechanism
of SEIRS for weakly interacting samples, which can understood as a succession of
two steps: first, the sample interacts with the incident radiation which is enhanced
by the infrared antenna on its surface (mediated by G) and then, the polarized
sample scatters the infrared radiation via the radiative channels of the antenna
to the far field (mediated again by G). More precisely, this double-scattering
mechanism can be derived from Eqs. (4.21) and (4.22) by an iterative solution (the
so-called multiple-scattering series) terminated in the second order in G (contained
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in Gg(sa)). For the dipole moment of the antenna, pa we obtain:

PA = aAEg +aAGASaSGSAaAE§ + ... (4.42)
xEx < Epg x Eas

The electric field scattered by the antenna to the far field is proportional to the
antenna’s dipole moment, Ex o« pa. In the far field, the signal resulting from
the antenna-sample interaction, Eag, interferes with the background radiation
including the response of the bare antenna, Egq, and leads to the spectral contrast
as follows:

Signal o< [Ea|*> = |[Epc + Eas|?~  |Epc|?  +2Re{EjcEas}. (4.43)
—— —_—
Antenna spectrum Spectral contrast

The first term is proportional to the original spectrum of the bare antenna. The
second term represents the interference between the background scattering and
the scattering due to the sample and leads to the formation of the characteristic
spectral contrast. The spectral contrast is linearly proportional to the field
emerging from the antenna-sample coupling, Eas, which results in the quadratic
dependence of the spectral contrast on the antenna near-field amplitude, as
described above.

If the mutual coupling between the antenna and the sample is enhanced by
increasing either G, or the sample oscillator strength fs (for example by increasing
its volume), the lowest order Taylor’s approximation is not valid any more. In such
a case, saturation effects which can be intuitively understood as a consequence
of the electromagnetic multiple scattering between the sample and the antenna
appear.

These saturation effects are responsible for the dependence of the signal
contrast on the position of the sample, as calculated for the mildly interacting
sample. The signal contrast starts to increase, roughly following a parabolic
dependence when the sample is positioned close to the antenna center. When the
sample is moved closer to the antenna apexes and the antenna-sample coupling
increases, the signal contrast deviates significantly from the parabolic profile. This
is more apparent when the signal contrast is measured in the absorption spectrum.

Last we remark that a further increase of the antenna-sample coupling would
eventually lead to a splitting of the antenna peak due to the formation of new
hybrid modes, as a result of the combined excitation of antenna and sample [130].
This limiting situation of fully developed hybridization is very interesting but
will not constitute the object of current study, as our analyzis is focused on the
enhancement signal originated by minute quantities of sample.
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4.4 Optimization of linear plasmonic antennas for
SEIRS

In the pioneering SEIRS experiments the sample molecules were adsorbed on
surfaces of metal nanoparticle aggregates that were small enough to permit an
interpretation of the observed absorption signals within the effective medium
theory, where radiation losses were neglected [145]. In later developments it has
been demonstrated that SEIRS can be significantly increased if metallic antennas
are engineered to be resonant with the detected vibrational resonances [24, 26, 28—
30, 32-35, 129, 146-149]. To that end plasmonic antennas in the form of linear
metal wires of micrometer length and diameter of the order of ~ 100 nm have been
proposed. Such large metallic structures can experience large radiation damping
and their radiation losses often prevail over the intrinsic damping and must be
therefore correctly included in the description of the antenna’s scattering. As by
now, not much attention has been paid to the influence of the hosting antenna’s
radiation and intrinsic losses on the properties of the characteristic spectral feature,
the SEIRS signal, that appears on top of the broad antenna resonance. Here we
perform such a study.

We consider the representative case of a single linear gold nanoantenna (or
arrays of them with large enough space between the antennas) illuminated by
light polarized parallel to the antenna axis. We first examine the properties
of the scattering and absorption of the bare IR resonant nanoantennas. After
that, we study the influence of the scattering and absorption of radiation by the
hosting linear plasmonic antennas on the on the fingerprint spectral contrast of
the IR-active samples. Our findings, based on a combination of results obtained
from finite-difference in time-domain (FDTD) simulations, corroborate a simple
and practical rule for designing the optimal linear plasmonic antenna for SEIRS
applications. The implementation of this rule requires a careful inspection of
the scattering and the absorption cross sections of the plasmonic antenna, as
key contributions of the total extinction cross section obtained in typical SEIRS
experiments.

4.4.1 Extinction, scattering and absorption of linear
plasmonic antennas

Localized plasmonic resonances usually experience large intrinsic and radiation
losses. The intrinsic losses of plasmonic antennas are mostly given by the
bulk material properties of the metal, which can be incorporated in the metal
dielectric function, and arise due to the scattering of the metal conduction
electrons on impurities, lattice oscillations (phonons), or due to electron-electron
scattering. Other intrinsic loss mechanisms can emerge from the scattering of the
metal electrons onto the surfaces of the metallic particles or from the electron
confinement when the particles are small (< 5nm). The dimensions of the
plasmonic antennas considered in this chapter make suitable a description of
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Figure 4.7: Scattering and absorption properties of individual linear plasmonic antennas
of variable diameter Da and length L tuned to show the same lowest-dipole resonance
Qa &~ 1250cm ™. (a) The length of the plasmonic antennas La (blue circles) and the
scattering-absorption ratio extracted from the maxima of the antenna scattering and
absorption spectra (black circles) as a function of antenna diameter Da. The antenna
aspect ratio decreases with increasing antenna size, as the radiation reaction redshifts the
resonances of larger antennas. The increasing importance of the antenna radiation is also
reflected on the increasing antenna scattering-absorption ratio for larger antennas. (b)
Maxima of the antenna absorption (blue), scattering (black) and extinction (red) cross
sections calculated for the lowest dipole resonance, for the different antenna sizes given in
(a), here represented by the scattering-absorption ratio. The absorption of the antenna
is maximized when the scattering and the absorption of the antenna are approximately
equal, whereas the scattering and the total extinction grow with increasing antenna size.

the metal dielectric response via its bulk properties. In this section we perform
a full electromagnetic calculation of the scattering, absorption and extinction
of linear metallic antennas of different sizes and study the dependence of the
contributions from the intrinsic and radiation losses to the total antenna damping
and subsequently the performance of such antennas for SEIRS sensing.

To evaluate the contribution of the intrinsic and radiation loss channels to the
antenna damping we calculate the spectral response of the antenna in absorption
and in scattering. The absorption spectrum is a measure of the energy that is
lost due to the intrinsic loss mechanisms in the antenna’s material and can be
thus used to quantify the antenna’s intrinsic losses. On the other hand, the
scattering spectrum represents the flux of energy radiated away off the metallic
antenna and thus gauges the antenna radiative losses. In SEIRS experiments,
the signal is usually detected in transmission where the total extinction of the
incident power containing both absorption and scattering losses of the antennas is
recorded. To obtain the final measured signal we therefore sum up the absorption
and scattering spectra into the experimentally relevant extinction spectrum and
present it alongside with its constituents.

In particular, we design a series of cylindrical spherically capped linear
plasmonic antennas of different geometrical size (length Ln and diameter Dj)
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with the lowest dipole resonance kept at approximately the same frequency
Qa ~ 1250cm ™, but differing in their scattering and absorption efficiency. The
antennas of the smallest volume dominantly absorb the incident radiation, but
have too small radiative dipole moment to significantly scatter light into the far
field. On the other hand, large antennas are able to re-radiate the incident field into
the far field at the expense of the light absorption in the material of the antenna.
The dimensions of the antennas, their diameter D and length L, are depicted in
Fig.4.7 (a) as blue dots. The length of the antenna depends monotonically on the
antenna diameter, but the functional dependence shows that the antenna aspect
ratio Ln /Dy decreases when the antenna size increases, despite the expectation
arising from the quasi-static description in which La/Da fully determines the
antenna resonance. Indeed, the smallest antenna considered has a diameter of
Dj = 25nm and a corresponding length of Ly = 2.05pm with aspect ratio of
La/Dp = 82, compared to the largest antenna that has Dy = 120nm with
La = 3.24pm and aspect ratio Ln/Dy = 27. This large difference of Lp/Da
with increasing antenna size is closely related to the radiation reaction of larger
antennas, which aside of broadening the spectral peaks also red-shifts the quasi-
static antenna resonances.

For each antenna we also calculate the absorption, oups(w) and the scattering,
Osca(w), spectra, and in Fig.4.7 (a) the ratio of the scattering and absorption
maxima obtained for the antenna’s lowest dipole resonance, the scattering-
absorption ratio, is shown:

‘ Scattering-Absorption Ratio = max|osca(w)]/max|[oabs(w)] ‘ (4.44)

as black dots. The scattering-absorption ratio is monotonically increasing with
antenna size, being practically negligible for the small, almost purely absorbing
antenna, and reaching a value of ~ 4 for the largest antenna. The designed
antennas thus cover a broad range of operation regimes for which the antennas
can be under-, over- or critically coupled as described in Section 4.3.2.

It is also interesting to study the dependence of the maxima of the antenna’s
absorption, scattering and extinction cross sections as a function of antenna size,
here represented by the scattering-absorption ratio, which we plot in Fig.4.7 (b).
As the antenna size is increased, the antenna dipole plasmonic mode interacts more
strongly with the radiation fields and thus gives rise to the monotonic increase of
the scattering (black connected dots). On the other hand, the absorption of the
antennas exhibits a resonance at around a value for which the antenna absorption
and scattering are approximately equal (scattering-absorption ratio = 1). The
maximized absorption that occurs for antennas whose radiation and intrinsic losses
are even, which is known as the critical-coupling regime [137, 141, 142]. The
antenna size is thus another important parameter that has to be taken into account
for the design of SEIRS substrates. In the following section we thus explore the
role of the antenna size (represented through the scattering-absorption ratio) for
sensing of vibrational samples placed into the proximity of the plasmonic antennas.
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Figure 4.8: Absorption (blue), scattering (black dashed) and extinction (red) spectra
of (a,d) a dominantly absorbing antenna (Ln = 2.45pm, Dax = 35nm), (be) a
larger antenna that is approximately equally scattering and absorbing (La = 2.97 pm,
D = 60nm) and (c,f) a large antenna that is dominantly scattering (La = 3.2 pm,
DA = 100nm). The resonance frequency of the lowest dipole mode of the hosting antenna
is fixed to approximately 1250 cm ™! in all cases. In (a~c) the antennas are covered by
a homogeneous (¢ = 10nm thick) layer of a vibrationally active material and in (d-f)
a pair of phononic spheres with diameter Dy = 30nm are placed close to the antenna
apexes, such that the gap between the antenna and the sphere is 5nm. The signal of the
vibrationally active sample appears on top of the broad antenna resonance in the form
of a dip in the extinction and scattering spectra, and as a dip or a positive bump in the
absorption.

4.4.2 Importance of the scattering-absorption ratio of the
plasmonic antenna for the SEIRS signal

We use the antennas introduced in Fig.4.7 as a substrate for SEIRS and study
the influence of the antenna’s scattering-absorption ratio on the signal of the
vibrationally active sample. To this end we choose the vibrational sample either in
the form of a layer homogeneously covering the antenna’s surface, which represents
a layer of vibrationally active molecules, or in the form of spherical particles placed
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close to the extremities of the plasmonic antennas, which can represent e.g. small
phononic crystals [64—66] (see the inset in Fig.4.8). The spherical particle can
also represent arrangement where the tip of a scattering-type near-field optical
microscope probes the antenna’s near field. We consider that the molecular
layer has thickness ¢ = 10nm and the gap between the particle of diameter
Dphe = 30nm and the antenna apexes is 5nm. The material of both the layer and
the spherical particles is modeled via the dielectric function containing a single
Lorentzian resonance [Eq. (4.19)], where the parameters are chosen to represent
a weak vibrational oscillator in the case of the layer (0o = 1, wos = 56 cm™1,
wro = 1248cm™! and T = 10 cm_l) and to represent a strong phononic
response (e.g of a SiOs crystal) for the phononic spherical particles (., = 2.14,
wos = 1033cm™!, wro = 1157cm ™! and 4, = 10ecm™!). The parameters of the
respective dielectric functions are chosen such that the resonance of the sample
approximately matches the maximum of the antenna’s dipole resonance peak and
the effects of the background dielectric function €., are suppressed. The relatively
strong phononic response of the spherical samples ensures that even the relatively
small spherical samples can produce an observable spectral feature on top of the
antenna’s spectrum.

In Fig.4.8 we plot the absorption (blue), scattering (black dashed) and
extinction (red) spectra of antenna covered with the thin molecular layer (a-c)
and of antenna with the pair of the identical spheres positioned at the antenna’s
extremities (d-f). We display the spectral response for three selected antenna
sizes, representing (a,d) a small antenna that dominantly absorbs light, (b,e)
a medium-sized antenna that approximately equally absorbs and scatters the
incident radiation and (c,f) a large antenna that dominantly scatters the incident
radiation. The geometrical parameters of the respective antennas are given in the
caption of Fig.4.8. On top of the broad resonance of the antenna, a characteristic
vibrational feature of the sample is clearly observable. In the extinction and
scattering this feature has the form of a spectral dip for all antenna sizes. In
the absorption spectra there appears a dip slightly modifying the spectrum of the
small antenna (a,d) which practically disappears for the medium-sized antenna and
flips into a positive bump for the large, dominantly scattering, hosting antenna.
This characteristic flip of the absorption dip into absorption bump is a signature of
the behavior described in Section 4.3.2, where we showed that the presence of the
sample’s resonance leads to a decrease of the antenna’s absorption, and hence to a
formation of the dip, when the antenna is in the under-coupled regime. However,
the absorption is enhanced when the antenna is over-coupled, as shown in Fig. 4.8.

Next we analyze the size of the characteristic spectral fingerprint of the sample
as defined previously (the depth of the spectral dip or height of the spectral bump
measured with respect to the smoothened spectrum of the antenna). We normalize
the signal contrast to the volume of the phononic layer or the phononic spheres and
plot the result in Fig. 4.9, obtained from the absorption (blue), scattering (black)
and extinction (red), as a function of the scattering-absorption ratio of the hosting
antennas. In Fig. 4.9 (a) the signal contrast is plotted for the antenna covered by
the homogeneous layer of the vibrational sample and in (b) for the antennas with
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Figure 4.9: The vibrational signal contrast in the absorption (blue), scattering (black)
and extinction (red) measured as the size of the characteristic spectral dip or the positive
bump and normalized to the volume of the sample. The signal contrast is plotted in (a)
for the antenna covered by a homogeneous layer of thickness ¢ = 10nm and in (b) for
the antenna with a pair of identical spheres at the antenna apexes as a function of the
bare antenna’s scattering-absorption ratio. The normalized signal contrast has a different
functional dependence in the absorption, scattering and extinction spectra as discussed
in the main text.

the two phononic spheres nearby.

In the case of the layer [Fig.4.9 (a)] the signal contrast measured in the
scattering and extinction first increases until it reaches a maximum value, and then
starts decreasing for larger antennas. The decreasing tendency of the scattering
signal can be explained as an effect of the smaller near-field enhancement provided
by the large antennas with high radiative losses. Interestingly, the signal contrast
in the scattering and in the extinction is optimized for different antenna sizes. From
Fig.4.9 (a) we can observe that the extinction signal is maximal for a scattering-
absorption ratio of the antennas around ~ 1, whereas the optimal scattering
signal emerges for larger antennas. This is because the contribution of the large
scattering dip is diminished by the positive absorption feature for large antennas.
In the absorption, the initially large spectral dip practically disappears for the
critically coupled antennas and flips into a positive bump for highly scattering
antennas. This leads to the paradoxical situation in which the optimal SEIRS
signal measured in the extinction almost exclusively emerges from the scattering
of the hosting antenna.

A similar picture can be observed when we consider the samples of phononic
spheres in Fig.4.9 (b). In this case the optimal value of the signal contrast is
encountered for antennas having slightly larger values of the scattering-absorption
ratio. This is due to the relatively large geometrical size of the spheres that are
exposed to the highly inhomogeneous field of the antennas. Nevertheless, as for
the vibrationally active layer, the signal contrast measured in extinction spectra is
maximized for antennas that are approximately equally scattering and absorbing.
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In this optimal situation, again the spectral contrast is dominantly emerging from
the dip of the scattering signal.

The straightforward observation from the results above is thus that the
antennas whose scattering and absorption cross sections are approximately equal,
Oabs & Ogca, provide the best sensing performance in SEIRS. The flat maximum
of the extinction signal suggests that a relatively broad range of antenna sizes is
able to provide a satisfactory signal contrast. Paradoxically, under the conditions
when o.ps & Ogca, the extinction signal contrast emerges almost exclusively from
the plasmonic scattering of the hosting antenna. These findings can be used
as a practical rule to design hosting antennas for SEIRS. For optimal sensing,
the sample should be positioned onto the plasmonic hot spot of the antenna,
i.e. onto the position where the antenna near-field enhancement is the largest,
and the antenna resonance should be tuned to the vibrational resonance of the
detected sample. Moreover, as we have demonstrated here for linear plasmonic
antennas, the size of the antennas should be chosen such that the scattering and
the absorption of the antenna are approximately equal. This condition can be
in practice most easily verified by numerical simulations, e.g. using the FDTD
method.

4.5 Summary

This chapter has presented the underlying mechanisms behind the formation of
the spectral fingerprints from a sample onto the spectra of plasmonic antenna that
allow for sensitive identification of molecular vibrations. After having discussed
the IR activity of a bare molecule, materials composed of many molecules and ionic
solids, we have presented the coupled dipole model that allows for understanding
the mechanism of the SEIRS signal enhancement.

We have further dissected the spectral response of the antenna-sample system
into its scattering and absorption contributions. We have shown that in situations
where the antenna scattering and absorption are similar, the SEIRS signal (the
spectral fingerprint) in the extinction spectrum is given almost exclusively by the
antenna-sample scattering. In such a situation, the sample fingerprint practically
disappears in the absorption spectrum.

We have applied an analytical model to analyze the fully numerically calculated
spectral response of a realistic system consisting of a single linear-rod antenna
covered with a patch of a vibrationally active sample. The analytical modeling
has allowed for interpreting the system’s spectral response and extract information
about the spatial dependence of the antenna-sample coupling and the vibrational
spectral contrast observed in the absorption, scattering, and extinction.

Full numerical calculations verify that in common situations where tiny
quantities of biomolecules are to be detected, the signal measured in any of the
spectra follows a quadratic dependence on the mutual antenna-sample coupling
parameter and hence linearly follows the near-field intensity in the surrounding
of the plasmonic antenna. This conclusion, however, breaks for stronger antenna-
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sample coupling where saturation effects start to play role, due to the increasing
importance of the multiple scattering between the sample and the antenna.

Linear plasmonic antennas have served us as a canonical example of a plasmonic
hosting structure for SEIRS. We have performed an extensive numerical study of
the antenna’s scattering and absorption properties based on their geometrical size
and established a simple rule that leads to the optimal antenna’s performance for
sensing.

Using numerical calculations we have empirically shown that the optimal
extinction spectral contrast of a sample’s vibrational fingerprint is found when
the scattering and absorption of the hosting antennas are approximately equal.
However, the exact optimal condition may slightly vary depending on the spatial
distribution of the vibrational sample. Under these conditions, the extinction
fingerprint arises predominantly due to the antenna’s scattering in full accordance
with the theory introduced in Section 4.3.2.

The findings of this chapter are of a practical importance for the experimental
design of SEIRS-based sensors. In addition to the standard positioning of the
sample into a plasmonic hot spot, i.e. positions of high plasmonic near-field
enhancement, these results point out towards the requirement that the size of
the antennas also needs to be adjusted such that gaps = Ogca-

The generalization of this optimization scheme requires further numerical and
analytical studies, however, a similar result can be expected for antennas of more
general shapes. In practice, general distribution of the sample layer over the surface
of the antenna influences the optimal antenna geometry (compare the results for
a homogeneously covered antenna and the antenna interacting with the spherical
sample shown in Fig. 4.9).
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Chapter 5

Coupling of molecular emitters
and plasmonic cavities beyond
the point-dipole approximation

Upon interaction with an external electromagnetic field, an emitter can undergo a
transition from the ground electronic state to an excited electronic state, produced
by the absorption of a quantum of the driving field at the frequency of the
respective electronic transition. This absorption event yields a characteristic
spectral fingerprint which identifies the electronic transition in the measured
absorption spectrum. Conversely, the excited state of the emitter can decay
into the ground state and give rise to the emission of light, the so-called
photoluminescence, at the specific frequency of the emitter’s electronic transition.
Both the emitter’s absorption and emission properties are modified when the
emitter couples with the electromagnetic modes of an optical cavity [150]. This
coupling is enhanced when the quality factor of the cavity is high or the effective
cavity mode volume is small, and when the electronic transition of the molecule
possess a large transition dipole moment. In this context, the transition dipole
moment of the molecules is usually considered to be point-like as the extent of
the cavity modes is often large and the spatial variation of the cavity field occurs
on scales much larger than the geometrical size of the emitters. Nevertheless,
nanoscale plasmonic cavities represent a class of optical resonators that are able to
squeeze the electromagnetic fields into deeply subwavelength dimensions, reaching
effective mode volumes as small as a few nm?3. Under such conditions, emitters such
as quantum dots [151-161] or organic molecules [162-170] cannot be approximated
as point-like objects since the fields of the cavity modes vary considerably on
the scale of the emitter’s geometrical size [171]. In this chapter we present a
formalism that allows for describing the coupling of the spatially extended excitonic
transitions in organic molecules (molecular excitons) with the strongly confined
modes of plasmonic cavities.
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We describe the molecule as an electronic two-level system (TLS) interacting
with the electromagnetic modes of the plasmonic environment. As a key quantity
that steers the regime of plasmon-exciton coupling and determines the dynamical
response of the system containing the plasmons and the exciton, we calculate
the Jaynes-Cummings [172] plasmon-molecule coupling strength g. In the point-
dipole approximation, g is usually estimated as the scalar product of the molecular
transition dipole moment dg and the local electric field E of the quantized cavity
mode, as

hg ~ —d, - E. (5.1)

Here we go beyond this approximation and evaluate g from a more complete
quantum description of the plasmon-exciton coupling that fully considers the
extension of the molecular exciton in the inhomogeneous plasmonic field.

To set the stage for the treatment of the plasmon-exciton interaction, we first
briefly review the physics of the interaction between the molecular electronic
excitations (excitons) and an incident electric field. After that we introduce
the quantum formalism of the plasmon-exciton coupling which combines the
description of the molecular excitons at the level of TDDFT with the canonical
quantization of the localized plasmonic modes. Using this model we approach
the problem of spatial mapping of the coupling g between the particle plasmon
and a single-molecule’s exciton, which is closely related to experiments where
single molecules placed into the gap formed under the tip of a scanning tunneling
microscope (STM) are electrically excited and emit photons into the far-field
[165-167, 169, 170]. We further apply the model to demonstrate that the strong
inhomogeneities of the plasmonic electromagnetic field can lead to breaking of the
standard optical selection rules governing the interaction of the incident light with
the molecular exciton and the exciton’s radiation properties. Moreover, as the
interaction strength between the plasmons and the molecular excitons is usually
large, it significantly modifies the dynamics of the molecular excitons via the
Purcell effect or, if the coupling between the plasmons and the exciton overcomes
the system losses, even leads to the formation of new hybrid states combining
molecular excitons and plasmons into the so-called plezcitons [173]. Using the
quantum model we also show situations where the spatial extent of the molecule’s
excitons becomes important for a correct qualitative and quantitative description
of the plasmon-exciton dynamics.

5.1 Coupling of a molecular electric-type
electronic transition with a cavity mode

The scheme of the coupling between a molecular emitter and a cavity described
in this section is schematically shown in Fig.5.1. The simplest approach to the
interaction of the molecule with light treats the molecule as a point-like two level
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Figure 5.1: Coupling of a molecular electric-dipole electronic transition with a cavity
mode. (a) Schematic of a plasmonic cavity interacting with a point-dipole emitter. The
cavity is described as a bosonic mode described by Fock states |0), |1)... with energy
spacing hwe given by the cavity-mode frequency. The emitter is described as a TLS
with excitation energy between the ground, |g), and excited, |e), state fuwes. In the
point-dipole approximation, the coupling between the cavity mode and the emitter’s
exciton is given by the scalar product of the emitter’s transition dipole moment do and
the electric field of the cavity mode E at the emitter’s position. (b) The decay of the
emitter’s population into the mode of the cavity, as given by Eq. (5.20) for g = 0.17,,
(red dashed line), 0.257, (blue solid line) and v, (black dash-dotted line), with v, the
decay rate of the mode of the cavity. (c¢) Energy diagram of the states of the cavity and
the emitter (assuming we. = weg) if the coupling ¢ is switched off (left) and after the
coupling is turned on (right) as discussed in the main text. The blue frame marks the
single-excitation manifold where either the cavity or the emitter are singly excited.

electronic system described by the Hamiltonian H,
H, = huegle) el (5.2)

with hwegs the energy of the electronic excitation measured with respect to the
ground-state energy. We further assume that this transition carries an oscillating
transition dipole moment dg associated with the electric-dipole-allowed electronic
transition between the two electronic levels of the molecule: the ground state, |g),
and the excited state of interest, |e):

do = (g[dle). (5.3)

Here d = ef is the electron dipole-moment operator with e the electron charge
and T the position operator.

We assume that the molecule interacts with a single mode of a cavity that is
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described by the Hamiltonian H,
H. = hw.ata, (5.4)

where @ and a' are the bosonic annihilation and creation operators, respectively.

The interaction Hamiltonian, I;[C,e, between the single electromagnetic mode
of the cavity and the exciton is expressed in the point-dipole approximation in the
form of the potential energy of the transition dipole of the molecule exposed to
the electric field of the mode:

H._.=-d-E, (5.5)

where E is the operator of the electromagnetic field evaluated at the position of
the molecule. In the basis of the molecular ground and the excited state, the
transition-dipole operator becomes

d = (g|de)|g)(e| + H.c. = do6 + H.c., (5.6)

where we have assumed that the molecule’s charge density does not carry a dipole
moment in the ground nor in the excited state and we have defined the TLS
lowering operator ¢ = |g)(e|. The electric field operator of the cavity mode can be
expressed using the bosonic annihilation and creation operators as

E=E(a+a), (5.7)

with E the quantum amplitude of the electric field of the cavity mode. In cavity
quantum electrodynamics (QED), the quantum amplitude of the cavity mode is
usually associated with the mode’s effective volume Vg [150, 174-178] as

B hwe E(rmol)
B= V 2eVeg max{|E(r)|}’ (5:8)

where w, is the resonance frequency of the cavity mode and E(r) is the spatial
distribution of the mode’s electric field with ry,, being the position of the molecule.
For simplicity we now assume that both the electric field E(ry,01) at the position of
the molecule and the transition dipole moment dg are real and write the interaction
Hamiltonian as

He_o = Hyapi = hg(a +a')(6 + 67), (5.9)
where hg = —dj - E is the point-dipole approximation for the Jaynes-Cummings
coupling constant. The Hamiltonian in Eq. (5.9) represents the Rabi interaction
term between the bosonic cavity mode and the TLS and is usually approximated
in the rotating-wave approximation (RWA). The RWA consists in neglecting the
terms that contain the simultaneous creation or annihilation of both a quantum of
the cavity excitation and the electronic excitation, hgaé and hgaléT, respectively,
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resulting in the Jaynes-Cummings coupling Hamiltonian:
Hy_c = hg(ast +afo). (5.10)

The RWA is used under the assumption that the coupling rate is smaller than the
excitonic frequency [small Bloch-Siegert shift [179, 180] ~ (92 /weg) < Weg |, and if
the detuning between the plasmon and the exciton frequency is not too large (i.e.
Weg — We K Weg + We).

The total Hamiltonian of the emitter coupled with the cavity mode can then
be expressed as:

ﬁtot = FIC"'He"'IA{J—Cv (511)

known as the Jaynes-Cummings model.

The Hamiltonian in Eq. (5.11) describes the coherent dynamics of the coupled
cavity-emitter system. However, in practice, both the cavity and the emitter
experience incoherent losses that are commonly added into the system’s master
equation [Eq. (3.26)] for the density matrix p, via the Lindblad terms [Eq. (3.33)]

2 (p) = 1 (20pa" — {ala.p}) (5.12)

27(p) = 5 (20p5" = {5'5,5}). (5.13)

where £,*(p) and £,°(p) represent the losses of the cavity and the emitter,
respectively, with ~, the cavity decay rate and ~y, the intrinsic decay rate of the
molecule. The relationship between the system losses, represented by the decay
rates v, and 7,, and the coupling constant, g, determines the coupling regime
between the cavity and the emitter. In most common situations, the losses of the
cavity (e.g. a plasmonic mode) are much larger than the coupling constant g and
than the internal losses of the emitter, 7,. In such a case we can say that the
cavity and the emitter are in the weak-coupling regime (or if v, < g < 7, in the
bad-cavity limit). The emitter states and the cavity states then represent a good
basis for the description of the system and the interaction g only perturbatively
influences the emitter’s dynamics. On the other hand, if the coupling g overcomes
the system losses (¢ > 74,7,) the system is said to be in the strong-coupling
regime. In the strong coupling regime the emitter states hybridize with the cavity
states and form a new set of so-called polariton states (if the cavity mode is a
plasmon the new states are also called plexcitonic states).

5.1.1 The weak-coupling regime

In the weak-coupling regime, the effective dynamics of the emitter in the presence
of the cavity can be described as an irreversible decay of the exciton into the
cavity mode. The cavity mode thus effectively acts for the emitter as an incoherent
reservoir and can be eliminated using the method described in Section 3.1.3. The
effective decay of the molecule into the plasmonic mode (the Purcell effect),
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assuming that the plasmon cavity is not incoherently populated, can then be
expressed by the following Lindblad term:

Feff
2

Ly (p) = =~ (20p6" — {616, 5}), (5.14)

with the decay rate

Lo = 29°Re { /0 Oo<a(T)aT (0)>eiwegTdT} , (5.15)

which, assuming that the plasmon obeys a dynamics unperturbed by the presence
of the molecule, yields
2
Tot = L . (5.16)
(wWe — weg)? + (7a/2)

The interaction of the emitter with the cavity mode also yields a shift of the
emitter’s resonance frequency which vanishes for wes = w., and we neglect it
here for simplicity. After elimination of the cavity, the emitter dynamics can be
described by the Hamiltonian H,, accompanied by the Lindblad terms f; (p)
and .Z]7(p). The effective dynamics of the emitter’s excited state |e) is then
obtained from the equation of motion for the operator’s average (676) = (|e)(e|),
following Eq. (3.34):

d R
a@vﬂ = —(Tef +70)(675), (5.17)
which yields an exponentially decaying population of the emitter

(616)(t) = (616)(0)e e tre)t, (5.18)

with (516)(0) the initial value of the operator’s average. This enhanced decay of
the emitter due to the interaction with the cavity mode is the so-called Purcell
effect.

5.1.2 The vacuum strong-coupling regime

When the coupling constant g is sufficiently large, the cavity mode can reversibly
interchange energy with the emitter and thus give rise to Rabi oscillations. We
show now how the Rabi oscillations emerge from the Jaynes-Cummings model
[Egs. (5.11), (5.12) and (5.13)] and discuss the criteria for the vacuum strong-
coupling regime on more rigorous grounds. To obtain the effective dynamics of the
strongly coupled system we use again Eq. (3.34) (under the simplified conditions
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which assume: wes = we and v, K ,) to arrive at:

| E&Tc;ri 0 —ig/ ig 0 geﬁfi;

a6 _|—ig —va/2 0 ig ao

@ @iy | T lig 0 -2 —igl |(ate) | (5.19)
(a'a) 0 ig —ig =] |(a'a)

Eq. (5.19) yields the solution

e (4@2 - 892) cos(Qt) 4 27,Qsin(Qt) + 8>
A ~
402

with Q = {/4¢2 — (77“)2, and assuming that initially (676)(0) = 1 and (as') =
(a'6) = (a'a) = 0. The solution for the emitter’s population (676)(t) has a
character of an exponentially decaying oscillation of frequency €2, which for g > v,
approximately yields the well known Rabi frequency Q =z 2g. The criterion of the
vacuum strong coupling,

(6T6)(t) = e

, (5.20)

9> Va4, (5.21)

then ensures  to be real. We plot the dynamics of the emitter’s excited state in
Fig.5.1 (b) for three different values of g: g = 0.17, (red dashed line), g = 0.25+,
(blue solid line), and g = =, (black dashed-dotted line). For the smallest coupling
the emitter’s population exponentially irreversibly decays into the cavity mode.
When the coupling reaches the strong-coupling condition, g = 7,/4, the dynamics
still has the form of an exponential decay as Q = 0. When we set the coupling
equal to the decay rate of the cavity, the dynamics dramatically changes into an
oscillation of the population between the emitter and the cavity, which is known
as the Rabi oscillation.

Assuming that g > ~,, we can see the strong coupling as a hybridization
of the original cavity and emitter states into new polariton states. The new
polariton states inherit the nonlinearity of the two-level emitter and form the
so-called Jaynes-Cummings ladder in the energy diagram. The Jaynes-Cummings
ladder is sketched in Fig.5.1(c) together with the levels of the uncoupled system,
assuming w, = weg for simplicity. In the case that the cavity-mode-exciton
interaction is switched off, the system can be represented in the basis of eigenstates
|N,g(e)) = |N) ® |g(e)) (with ® the direct product), combining the cavity mode
number states | V) and the electronic ground (excited) state |g(e)) of the emitter.

For we; = w. and negligible interaction g, the states [N — 1,e) and |N,g)
are degenerate and their energies form an equally spaced ladder (on the left of
the scheme). When ¢ overcomes the system losses, the system enters the strong
coupling regime and the degeneracy is lifted, resulting in a new set of hybrid
polaritonic states |N,+) and |N,—) [|N,+) = (|N — 1,e) + |N,g))/v/2 shown
on the right]. The energy splitting between these pairs of states, AEj_c(N), is
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proportional to the square root of the number of cavity-mode excitations present
in the system and to the coupling constant g via AE;_¢(N) = 2v/Nhg and
therefore the system exhibits nonlinear optical response upon strong illumination
[181, 182] and leads to effects such as photon blockade [183, 184]. Nevertheless,
many physical phenomena, such as the decay of the initially fully excited emitter
into the cavity mode discussed above, can be described within the so-called single-
excitation manifold (marked in Fig.5.1 (c) by the blue frame), where either the
molecule or the cavity mode are singly excited. Among others, also the optical
absorption and photon emission of the Jaynes-Cummings system illuminated by a
weak probing field is correctly captured by the dynamics of the ground state and
the single-excitation manifold. We use this in Chapter 6 to describe the absorption
and emission properties of coherently driven exciton polaritons.

5.1.3 Setting the regime of coupling between a single
plasmonic mode and a single molecule’s exciton

As we have seen, to correctly describe the dynamics of the system of a molecular
excitonic emitter coupled with a plasmonic cavity, it is of utmost importance
to establish the relation between the plasmon-exciton coupling and the internal
system losses. To that end we briefly estimate the parameters that can be achieved
in the configuration when a single molecule is placed into a plasmonic cavity using
the point-dipole approximation.

The Jaynes-Cummings coupling constant g can be estimated as a product of
the maximal quantized field amplitude of a plasmonic mode and the transition
dipole moment of a common molecular emitter, dy. The latter usually reaches
values of the order of |dg| ~ 0.1e-nm. The amplitude of the plasmonic electric
field can be estimated from the mode volume achieved in the plasmonic cavity
and the frequency of the plasmonic mode. The plasmonic energy usually reaches
values of units of eV and for the estimation we choose fiw, =~ 2eV. The mode
volumes of plasmonic modes squeezed into plasmonic gaps can be as small as
Vot ~ 10nm? [168, 174, 177, 185, 186]. Using these values we estimate that g can
reach values of up to approximately ig ~ 100 meV. This value must be compared
with the intrinsic losses of the plasmonic cavities that are often large. The cavity
losses are usually expressed in the form of the quality factor @ ~ w./va, which for
plasmonic cavities commonly ranges around @ ~ 10 — 20, yielding ~y, ~ 100 meV,
or even smaller values Q ~ 1 for bad cavities formed, e.g., under the tip of a
scanning tunneling microscope, giving v, ~ 1eV. Nevertheless, higher quality
factors, @ ~ 60 — 70, have been reached for silver particles [174].

The regime of the plasmon-exciton coupling thus balances on the edge between
the strong and the weak couping, depending on the type of the cavity used or the
position and orientation of the emitters in the cavity. It is therefore important to
correctly estimate the coupling constant g between the plasmonic modes and the
molecule’s excitons. Moreover, the morphology of the plasmonic particles causes
distorsion of the electromagnetic fields in the proximity of their surface which
spatially vary on a scale similar to the geometrical size of the molecule, which
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often hinders the use of the point-dipole approximation to estimate g. Below we
therefore describe how the plasmon-exciton coupling g can be estimated beyond the
point-dipole approximation taking into account the spatial extent of the molecule’s
excitonic transitions.

5.1.4 Model of plasmon-exciton coupling beyond the
point-dipole approximation

To describe the interaction between plasmons and the excitons of organic molecules
we use a quantum treatment that combines the canonical quantization of plasmons
with first-principles calculations of the molecular electronic excitations based on
TDDFT, as schematically depicted in Fig. 5.2 (a). Plasmonic modes are considered
as harmonic oscillations of the incompressible free electron gas characterized by
an electron density, N,, and effective electron mass m,. [45, 53, 57, 187-190]
that is contained in the metallic nanoparticles. The dielectric function describing
the response of the corresponding bulk metal is thus given by the Drude model
(Section 1.2.1). Each n-th plasmonic mode of frequency w,, of the nanoparticle is

%

then characterized by its quantized electric potential ¢ [¢£L_)] and surface charge

density J,(Li), obtained from the canonical quantization of surface modes introduced
in Section 1.3, with the superscripts (+) [(—)] labelling the positive (negative)
frequency part. Such a plasmonic system can be described by a Hamiltonian, Hp,

resembling a set of non-interacting harmonic oscillators:
Hy = hwndan, (5.22)
n

where @, (aj) are the bosonic annihilation (creation) operators of the ntt

plasmonic mode. In principle, this model can be extended to the quantization of
non-local plasmonic modes [191, 192], nevertheless, the local classical description
adopted in this thesis can effectively describe the inhomogeneous screened fields
in many representative plasmonic cavities [193-196].

We consider the molecular excitations (excitons) using linear-response TDDFT
at the level of the Tamm-Dancoff approximation in vacuum (see also Section 2.2.2).
From the TDDFT calculations we obtain the transition density, peg(r), which
describes the oscillating electric charge associated with the electronic transition
of the molecule. The transition-charge density can be formally defined as the
expectation value of the electronic-density operator p.(r) (peg(r) = ee|pc(r)|g)),
accounting for the electronic transitions between the ground |g) and the excited
le) states. The transition-charge density is defined in relation with the TDDFT in
Section 2.2.2. Throughout the thesis we consider that the plasmons interact with
molecules physisorbed or physically separated from the surface of the metallic
particles by a dielectric spacer and thus neglect the orbital overlap between the
molecular and metal wave functions.

Within this quantum framework, the coupling g,, between the molecular exciton
and the n*" plasmonic mode is calculated as a convolution integral of the plasmonic
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Figure 5.2: (a) Schematics of the plasmonic resonator-emitter system. The plasmon
is described as a harmonic oscillation of an incompressible electron gas. Molecular
excitations are addressed as two-level systems of energy fuweg. The plasmon interacts
with the molecular transition density peg. (b) Schematics of the geometry used to map
the coupling strength (left). A plasmonic dimer of radii Rq = 5 nm, with a protrusion
of Ry = 0.2 nm (cone opening angle o = 72.5°) hosts a molecule located at position
(z,y,z = 0) within the gap of width G. MB (G = 2 nm) and ZnPc (G = 1 nm)
molecules are considered. Surface charge distribution of the bonding-dimer plasmonic
mode considered for the mapping of the molecular excitons (right). The surface charge
density is highly concentrated in the gap around the sharp protrusion, as shown in the
zoom. (c,d) Atomic structure of (c) methylene blue (MB) and (d) zinc phtalocyanine
(ZnPc). (e,f) Isosurface plots of the transition densities (MB, ZnPc) corresponding to
the transition between the ground and the singlet excited state calculated within the
TDDFT framework (blue: negative values of the density, and red: positive ones).
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potential and the molecular transition density (considering here that the transition
density is real):

hgn = / peg(t)9} (r) d’r, (5.23)

where the integral is evaluated over the distribution of the molecular transition-
charge density. The Hamiltonian describing the plasmon-exciton interaction is:

Hylomot = 1Y _ (g5 165 |8) (€3] + g iinles) (g]] , (5.24)

i,n

where |g) (Je;)) are the electronic ground state (excited state 7).

5.2 Spatial mapping of g for realistic organic
molecules

In many practical plasmonic cavities the near-field can be highly confined due
to particle special morphologies such as protrusions emerging on the facets inside
gaps, leading to extreme field localization at the atomic scale [197]. A similar effect
can be also obtained, for instance, in the gap between a metallic substrate and an
atomically sharp tip of a scanning probe microscope [165-167, 169, 170, 198, 199].
The latter situation allows to optically map the magnitude of plasmon-exciton
coupling, as the sharp tip is scanned over the molecule. We reproduce this situation
in a plasmonic dimer with an atomistic protrusion in the gap whose geometry is
depicted in Fig.5.2(b). Such a model is able to quantitatively reproduce the near-
field distribution around atomic-scale features in plasmonic cavities, as recently
validated by comparison with TDDFT results [196]. In the following, we use the
plasma frequency w, as a parameter that allows us for tuning the low-energy
bonding-dipole plasmon of the dimer [the surface charge density of the mode is
shown in Fig.5.2(b), on the right] with frequency wy = w1, to be resonant with
the exciton of the molecule, and calculate the coupling strength between the two
as the gap is scanned over the molecule in the horizontal plane xy, while keeping
z constant.

We illustrate the importance of the quantum treatment of the molecular
electronic transitions in two specific cases of dye molecules: methylene blue (MB)
[Fig. 5.2 (c)] and zinc phtalocyanine (ZnPc) [Fig.5.2 (d)], due to their relevance
in experimental situations [165, 166, 186]. MB is a molecule with an electronic
transition S, of a strong dipole transition moment (optically active) oriented
along the z axis, d, = 0.23 e-nm [axes marked in Fig.5.2 (¢,d)]. ZnPc is a flat
molecule with all the atoms lying on the zy plane showing two degenerate optically
active transitions, S, and Sy, on the same plane, with transition dipole moment
dyy = 0.17 enm. The transition charge densities of the molecular excitons
are shown as isosurface plots in Fig.5.2 (e,f) for the S, transition of MB (e)
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and the transition S, of ZnPc (f), respectively. The positive (red) and negative
(blue) transition charge densities are clearly observable at opposite sides of both
molecules, corroborating the dipole character of the transitions, continuously
distributed over the entire extent of the molecules (~ 2 nm).

We first place into the gap the MB molecule oriented vertically (electronic
transistion S, ), and compare the map of the coupling strength, calculated within
the full quantum model (FQM) [Fig. 5.3 (b)] with that obtained with the point-
dipole model (PDM) [Fig.5.3 (c)]. The coupling is maximized when the molecule
is positioned at the center of the gap and reaches values of up to 120 meV, being
larger in the FQM by ~ 10 meV than in the PDM. The magnitude of the coupling
decreases as the molecule is displaced off the center, following the decay of the
electric field component along the dimer axis. The point-dipole approximation
[Fig.5.3 (c)] in this case reproduces well both the qualitative and quantitative
features of the first-principles calculation [Fig. 5.3 (b)], validating the use of this
approach in this highly symmetric situation.

A more dramatic situation occurs when the ZnPc molecule is considered (with
the plane of the molecule perpendicular to the dimer axis). As ZnPc has two
degenerate transitions, S, and S,, we calculate the map of the effective coupling
defined as:

gEPe(r0) = /lg8P (xo)[2 + [gZ (xo) . (5.25)
We show the corresponding maps in Figs. 5.3 (d,e) calculated using the FQM
(d) and the PDM (e), respectively. When the molecule is placed at the center
of the cavity, both maps exhibit a minimum (zero) originated by the vanishing
overlap integral between a rotationally symmetrical plasmon mode and a horizontal
electronic dipolar transition in the molecule. Away from the center, the Cgy
symmetry is broken and the map shows a doughnut-like shape, following the
pattern of the radial component of the electric local field in the proximity of the
atomistic protrusion [168, 197, 198]. Interestingly, whereas the result of the PDM
[Fig. 5.3 (e)] is fully rotationally symmetric, the FQM map [Fig. 5.3 (d)] acquires
the four-fold symmetry of the molecular sample (Dg4y). We highlight this effect
by plotting in Fig. 5.3 (f) a cut along the circular trajectory marked by the blue
circle in Fig.5.3 (d) and the green circle in Fig. 5.3 (e). The FQM result exhibits
experimentally accessible oscillations of the coupling constant, characterized by
~ 10% variation, whereas the PDM yields a constant profile. Importantly, the
FQM yields a coupling constant reaching roughly one half of the coupling strength
obtained from the PDM. These values are fully consistent with the experimental
ones reported for this kind of systems [169, 170].
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Figure 5.3: (a) Schematics of the molecular orientation in the plasmonic gap. The MB
is oriented vertically (top) and the ZnPc molecule horizontally (bottom). The plasmonic
cavity is scanned in the xzy plane. (b-e¢) Maps of the coupling constant g(ro) between
the plasmon dipolar gap mode and the molecular electronic transition as a function of
the lateral displacement of the center of the molecule around the gap (center of the gap
at © = y = 0). (b,c) Maps of g calculated for a vertically oriented MB molecule. (d,e)
Maps of effective g for a horizontally positioned ZnPc molecule, which considers both
lowest-energy degenerated dipole transitions. Maps to the left obtained within the FQM,
and maps to the right within the PDM. (f) Circular cut of g at a distance of 0.5 nm from
the center as indicated with dashed lines in (d,e). FQM (blue) and PDM (green) are

compared.
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Figure 5.4: Breaking of optical selection rules for the quadrupolar transition of ZnPc. (a)
Isosurface plot of the transition charge density produced by the quadrupolar electronic
transition of the ZnPc molecule. The positive values are red, the negative values are blue.
(b) Map of the plasmon-exciton effective coupling constant ggg (2;)7 as the plasmonic
cavity is scanned across the molecule in the zy plane (see inset). (c) Absorption
spectra of the plasmonic cavity with the molecule inside (black line) and of the bare
molecule in vacuum (blue-dashed line). The broadening of the molecular excitation is
considered to be Aygx = 0.1 meV. The spectra are normalized to the maximum of the bare-
molecule absorption, sa(w)/max(sa,mo1). The absorption spectrum of the bare molecule
in vacuum has a form of a Lorentzian peak of ~ 9 orders of magnitude smaller amplitude
compared to the depth of the Fano-like dip in the absorption of the coupled plasmon-
exciton system. (d) Absorption spectra of the particle-molecule system normalized to
the maximum of the absorption spectrum of the bare plasmonic dimer, sq(w)/max(sa4,0),
for hyax = 0.01meV, 0.1 meV and 1 meV. The magnitude of the absorption dip reaches
~ 20 % of the absorption maximum for fiyax = 0.0l meV (red solid line), gets shallower
but still visible for hyax = 0.1 meV [the value used in (c)|, with a magnitude of ~ 2.5 %
of the absorption maximum (black dashed line), and almost completely disappears for
hyax = 1meV (blue dotted line).
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5.3 Breaking of optical selection rules in
plasmonic cavities

The effect of the extreme field localization in plasmonic cavities can also have a
dramatic impact on the optical selection rules governing the interaction of incident
light with molecular transitions. To demonstrate this, we calculate the charge
transition densities of a degenerate quadrupolar electronic transition Sg. (Sy.)
of ZnPc (quadrupolar moment Q,, = Q,, = fxzpszzd?’r ~ 2.74 x 10~%*e - nm?
and energy fiwqy ~ 2.97eV) which does not carry any dipole moment and is thus
effectively dark for an incident plane wave in vacuum. We show the corresponding
transition density ps,. in Fig.5.4 (a). Following the same procedure as for the
degenerate dipole transitions S, and S, in the previous section, we calculate the

spatial map of the effective coupling constant gggizz) = \gSHPCP + |gZ“PC|2

between the quadrupolar excitonic transitions and the same bonding dipolar
plasmon as in the dimer structure of Fig.5.3(a). The map of anPcz is shown

in Fig.5.4 (b). The spatial distribution of gZ“PCZ exhibits four-fold symmetry
Dy, as was also found for the dipolar transition. The maximum value of the
plasmon-exciton coupling obtained for this situation reaches ~ 0.2 meV, which sets
the interaction into the weak coupling regime. Nevertheless, the calculated value
of gZ“PCz is large enough to allow for detection of the originally dark excitonic

transition in the plasmon-enhanced absorption spectrum.

To demonstrate this breaking of optical selection rules we consider the values of
ggi‘zc obtained for a position of the molecule in the atomically sharp plasmonic
gap at ¢ = 0.4nm, y = Onm, and calculate the optical absorption spectra [99—
101], sa(w), of the coupled system and that of the bare molecule in vacuum. We

describe the plasmonic excitations by the Hamiltonian in Eq. (5.22) and treat the

dark (dk) excitation of the molecule as a two-level system with Aiwgx = Fe,, — Eg.
This Hamiltonian can be expressed as:
H mol ~ E |g> <g| + Eedk‘e>< | = mdka'Ta-v (526)

where we assume that only one excited state |eqx) actively contributes to the
absorption. To simplify the notation, on the right-hand side of Eq. (5.26) we
have rewritten the Hamiltonian Hd%, in terms of the Pauli operators, setting
E, =0, without loss of generality. In this notation, the plasmon-exciton coupling
Hamiltonian is:

pl mol — hz |:g?zk ATU—’—gn Cl,LO'T ) (527)

where g2k is the exciton-plasmon coupling constant as defined above for the dipole
electronic transitions.

We further add the broadening of the plasmons, 7,, and of the dark exciton,
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Yk, via the master equation [Eq. (3.26)] for the density matrix p,

1

p= U 5+ D0 L0 () + L3 (5), (5.28)

with the Lindblad superoperators

L7 (p) = Lo (2anpal, — {ahin, p}) (5.29)
L) = T (20081~ {516, 4)) (5.30)

We set the intrinsic broadening of the molecular resonance hAygx = 0.1 meV and
that of the plasmonic modes Avy,, = Ay, = 50meV for all n modes.

We calculate the probe-absorption spectrum of the plasmon [99-101] (dropping
the pre-factors) by generalizing Eq. (3.80) as the one-sided Fourier transformation
of the plasmonic dipole operator’s two-time auto-correlation function (D(7)DT(0))

5a(w) —2Re { /0 S D(r)D(0)) e dr}
=2 DpD,Re {/j(a,n(ﬂa;(o»eiw dT} , (5.31)

mn

where the plasmonic dipole operator D= > Dnéy, with D,, the projections of the
respective plasmon dipole moments along the assumed polarization of the incident
light. We assume that the plasmonic mode n couples to an incident probing
plane wave of amplitude Ey and for the calculation of the absorption spectra, we
consider the plasmon-probe coupling constant o« —D,,, normalized to the incident
light amplitude. We neglect here the direct and much weaker coupling of the
molecular quadrupolar transition with the incident light.

To show the effect of selection rules breaking in a specific situation, we calculate
the probe-absorption spectrum of the dimer cavity with an atomistic protrusion
in the gap [Fig.5.2 (b)] and assume that the probing light is polarized along the
z axis of the dimer and therefore effectively couples mainly to the bonding dimer
plasmon. The dipole moments D,, are then defined as

Dn:// o) zd?%s, (5.32)
ov
(+)

where oy, is the quantized surface-charge density of the plasmonic mode n and
the integration is performed over the surfaces of the plasmonic particles.

In order to evaluate the two-time autocorrelation function (a,,(7)af,(0))
we apply the quantum regression theorem (see Section3.1.4) which allows for

100



5.3. Breaking of optical selection rules in plasmonic cavities

obtaining the correlation functions as solutions of the set of differential equations:

d(ag(m)al

L O _ (i = /271 0) — i (o)l (0)

A((r)at(0)) (53
WLO) _ (it~ /26 0) ~ 13 () 0).

Assuming that the plasmon and the exciton are in the ground state when the
probing field is not present, the initial conditions become:

<dm(0)d;rz(0)> = Omn, (5.34)
( 0 (5.35)

with ., the Kronecker delta. We solve the set of Egs. (5.33) numerically and
perform the one-sided Fourier transformation to obtain the absorption spectrum.
The set of equations yields

g3k, D, gdk
3 D DS /2 (B
54 (w) _ QIm ! + (Am Ya/2)(An—iva/2) . , (536)
Ay — 174/2 5—i 9) _ s
mn ( de/ ) Zk Ap—ive /2

where A, = w, —w, § = wgx — w, and Im{-} stands for the imaginary part.

For comparison we additionally calculate the probe-absorption spectrum of
the molecular quadrupolar mode in a vacuum (i.e. without the plasmon). To do
that, we calculate the normalized coupling strength of the quadrupolar excitonic
transition in the molecule, &), for an incident plane-wave with z—polarized
electric field of unit amplitude, propagating in the x direction as

Emol ~ —ik / / / zapqi d3r, (5.37)

with k& = 27/A¢, where A\ is the vacuum wavelength of the incident light that
is resonant with the molecular transition, and pgy the transition-charge density of
the dark (dk) quadrupolar exciton (carrying zero net dipole moment).

The absorption spectrum of the bare molecule, s, mo1(w), is then calculated as
in the case of the plasmonic particle, but now assuming that the incident probe
directly interacts with the molecule:

Sa.mol (W) = 2|Emal|*Re {/ (6(1)aT(0))e™ dT} . (5.38)
0
We resolve the two-time correlation function from the differential equation

d(a(r)6"(0))

DT (i = /D)6 0)), (539)
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with the initial condition
(6(0)51(0)) = 1. (5.40)

The absorption spectrum of the bare molecule in vacuum can be finally obtained
in the form

|Emot|*Vax
wak — w)? + (yax/2)?

Sa,mol (W) = ( (5.41)

For this calculation we assume that the intrinsic width of the molecular
transition is Avyqgx = 0.1meV, taken as a representative intermediate value
characterising fluorescent molecules. In Fig.5.4 (¢) we compare the spectrum of
the coupled molecule-cavity system (black line) with the absorption of the molecule
in a vacuum (blue dashed line). The spectra are normalized to the maximal value
of the bare-molecule absorption s, moi(w). The spectrum of the cavity-molecule
system shows the shape of a broad Lorentzian resonance originated from light
absorbed by the bonding dimer plasmon perturbed by a small spectral dip that
emerges due to the ZnPc quadrupolar electronic transition (Fano-like profile). On
the other hand, the absorption peak of the bare molecule in a vacuum cannot be
resolved on the selected scale and the blue dashed line appears to be flat. In the
inset of Fig.5.4 (c) we therefore zoom in the molecular absorption features and
compare their relative spectral intensities. Strikingly, the size of the absorption
dip obtained in the plasmonic cavity is &~ 9 orders of magnitude larger than the
absorption peak of the bare molecule, thus making the quadrupolar excitonic
transition accessible to optical absorption spectroscopy.

Nevertheless, in practice, the value of the excitonic broadening 4y determines
the magnitude of the absorption dip. To demonstrate this effect we compare
the absorption dip calculated for the quadrupolar excitonic transition of ZnPc
considering three different values of the intrinsic broadening: FAyqx = 0.01 meV,
0.1meV and 1meV. The respective spectra, normalized to the maximum of the
plasmonic absorption without the molecule, s, 0, are shown in Fig.5.4 (d). For
hryak = 0.01 meV the magnitude of the molecular Fano-like absorption dip reaches
~ 20% of the plasmonic-peak amplitude. For Ayqx = 0.1 meV, the value used in
Fig.5.4 (c), the dip reaches =~ 2.5% of the plasmonic absorption maximum and
could be still experimentally observed. When the intrinsic molecular broadening is
considered relatively large, Ayqx = 1 meV, the spectral dip practically disappears.

In conclusion, we have shown that plasmonic cavities that highly localize
electromagnetic fields are able to enable optical spectroscopy of molecular excitons
that are otherwise dark to standard optical methods. The dark excitations can
manifest themselves in the extiction spectra of the plasmonic system in the form
of Fano-like dips, whose visibility, however, strongly depends on the broadening of
the molecular excitations.
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5.4 Dynamics of molecular excitons in plasmonic
cavities beyond the point-dipole
approximation

So far we have discussed the position dependence of the plasmon-exciton coupling
that arises due to the distribution of the transition-charge electronic density of
the molecular excitons. The coupling of the excitons to the plasmonic cavity also
results in a modification of the temporal evolution of the molecular excited states
that we address in this section.

To that end we apply the hybrid quantization scheme to explore the role of
the finite size of the molecule and calculate the dynamics of the population of the
excited electronic state |c.()|? by solving the integro-differential equation for the
amplitude, c.(t), based on the Wigner-Weisskopf approach that we introduced in
Section 3.2 [94, 200]:

t oo
Ce(t) = — / / Jom (5)el@e =)= (1) ds dr, (5.42)
0 —00

where Jom(s) is the spectral density characterizing the coupling of the molecule
with the plasmonic system:

_ e 9"
Jem(s) T on zn: (Wn — 8)2 + (')/a/2)2’

(5.43)

with w,, being the frequency of n'* plasmonic mode and hweg = 2.3 €V (2.8 eV)
is the excitation frequency of the dipole transition (S, Sy, S-) in the ZnPc (MB)
molecule. For convenience we consider that the plasmon decay is proportional to
the plasma frequency, v, = 0.01wy,. In practice, v, phenomenologically accounts
for the intrinsic losses in the metal and can be estimated from the classical dielectric
function of the particle material [174]. In Appendix D we have also performed a set
of calculations of the system dynamics involving larger values of v, (accounting for
larger losses of conventional plasmonic materials) to test its influence on the results
presented here. We have found that large values of ~, affect the coherence of the
dynamics, however, the general trends of the results presented here are generally
valid. Note that in Eq. (5.42) we are neglecting the extremely slow intrinsic
molecular decay. We solve Eq. (5.42) for the initial condition |c.(0)|? = 1, thus
treating the decay of the initially fully excited molecular exciton.

We first consider the MB molecule [Fig.5.2(c,e)| oriented perpendicularly to
the surface of a spherical metal nanoparticle of radius Rg4 = 5 nm. We plot in
Fig.5.5(a,b) the spectral density as a function of the distance, zp, between the
center of the molecule and the particle’s surface. We compare the spectral density
obtained using the full quantum model (FQM) in which the transition density
is obtained within TDDFT [Fig.5.5(a)|, with that obtained with the use of the
simplified point-dipole model (PDM) to describe the molecule [Fig.5.5(b)]. The
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Figure 5.5: Dynamics of the MB molecular exciton in the proximity of a spherical
plasmonic resonator. (a,b) Spectral densities calculated with the FQM (a) and with the
PDM (b), as a function of the distance zo of the center of the molecule to the particle’s
surface (radius Rq = 5 nm). (c,d) Spectral densities extracted from (a) and (b), for
zo = 2 nm (c) and for zo = 1 nm (d). (e,f) Selected decay dynamics for the exciton
resonant with the dipolar plasmon (e) and with the pseudomode (f) for a separation
distance of zg = 1 nm, as marked in (d). FQM results are displayed with red lines and
PDM results with black ones.

same color scale is used for straightforward comparison. For a more quantitative
comparison, in Fig.5.5 (c,d) we extract the spectral densities for the smallest
zo = 2nm (c), and largest zp = 1nm (d) within the PDM (black lines) and FQM
(red lines). The spectral density maps calculated within both models feature the
same qualitative behavior, showing several peaks starting at the frequency of the
dipole mode of the sphere (the Frohlich frequency wqip = wp/v/3), and continuing
with a number of higher-order modes that build up a strong resonance at around
the frequency of the surface plasmon, wps ~ wp/ /2, the so-called pseudomode.[201]

One of the most striking effects of considering the spatial distribution of
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the transition density is revealed in the dynamics of the exciton decay, |co(t)|?.
We analyze in Fig.5.5(e) this situation when the MB exciton is resonant with
the dipolar plasmon, and in Fig.5.5(f) when is resonant with the plasmonic
pseudomode (tuning w, of the metal). In both cases, the molecule is placed at zp =
1 nm. When the exciton is resonant with the dipolar mode, the spectral densities,
Jem(8), of the FQM and the PDM are almost identical in the spectral region
close to the exciton resonance, thus leading to similar qualitative and quantitative
features of the corresponding decay dynamics within both models. In the first
stages of the decay, the exciton population shows fast but shallow oscillations that
modulate the overall slower non-exponential decay process driven by low-order
plasmonic modes. We have checked that the fast dynamics arises mainly due
to presence of the pseudomode peak in Jep,(s), despite its large spectral detuning
from the exciton frequency. A different picture can be observed in Fig. 5.5(f), where
the pseudomode frequency coincides with the excitonic frequency, wps & weg. In
this case, the decay dynamics features a clear coherent exchange of the exciton
population with the plasmonic pseudomode. In this strong coupling regime, we
find that the spectral density is larger in the FQM than in the PDM [Fig. 5.5(d)]
resulting in about = 20 % faster vacuum Rabi oscillations due to the proximity of
one side of the molecule to the metallic surface. Notice that the coupling of the
molecular exciton to the pseudomode is much more sensitive spatially than in the
dipolar case due to the extremely localized character of the pseudomode.

We also consider an alternative situation of coupling by analyzing the exciton
dynamics of a transition of the ZnPc molecule, which is oriented horizontally with
respect to the metal nanoparticle. The spectral densities obtained from the two
approaches are shown in Fig.5.6 (a) and (b), using the same color scale in both
cases. Both the FQM and the PDM exhibit a single peak at the pseudomode
frequency. However, opposite to the MB case, the amplitude of this peak is
substantially reduced in the FQM with respect to that obtained within PDM. This
occurs because the higher order plasmon modes show a high spatial modulation
which exceeds that of the transition density, thus softening the plasmon-exciton
interaction. For analyzing the dynamics, we first focus on a situation where
the exciton weakly interacts with a far blue-detuned plasmonic resonance. We
select this detuned case by assuming a value of the plasma frequency (fuww, ~ 9
eV) which locates the frequency of the pseodomode (hwps ~ 6.4€eV) far away
from the ZnPc exciton (fuveg = 2.3€V). We checked that the RWA also describes
correctly the dynamics under these conditions. In this case the molecule is weakly
coupled to the plasmonic excitations, so that the exciton decays exponentially,
lce(t)|? = e~Tert (Purcell effect). The decay rate Iog can be related to the spectral

function of the plasmons as v = 27 Jom (weg), Which for the PDM reduces to the
2w§

well-known expression e = 322 [do - Im{G(ro,r0)} - do] (with ¢ the speed of
light in vacuum) [44] involving the imaginary part (Im{-}) of the (quasi-static)
electric dyadic Green’s function G(rg,rg) evaluated at position ry of the dipolar

emitter.

In Fig. 5.6 (c) we show the dependence of the plasmon-induced decay rate, I'cg,
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Figure 5.6: Dynamics of the ZnPc molecular exciton near a spherical plasmonic resonator.
(a,b) Spectral densities as a function of the distance of the molecule to the particle’s
surface zo [see inset in (c)] within the FQM (a) and within the PDM (b). (c¢) Plasmonic
enhancement of the total decay rate as a function of zp, when the plasmon resonance
is strongly blue-detuned from the molecular exciton. (d) Dynamics of the exciton for
zo = 0.5nm when the exciton frequency corresponds to the pseudomode peak. The red
line corresponds to the FQM and the black line to the PDM.

normalized to the vacuum decay of the transition, 7o, as a function of the distance
of the molecule (the central Zn atom) to the surface of the metal nanoparticle, as
calculated with the FQM (red lines) and with the PDM (black lines). The values of
the decay rate enhancement Ter /7o (the Purcell factor) reach almost up to 10 for
the closest separation distance (29 = 0.5 nm) when a point-like dipole is considered.
At this distance, the decay rate calculated with the quantum model, dominated
by the interaction with the pseudomode, is reduced by a factor of around 2 with
respect to the PDM result. When the distance from the surface increases, the
values of the decay rate from both models become closer, recovering the limit of
the point-dipole approximation from distances of approximately zg ~ 1nm. In a
second scenario, we make the pseudomode frequency to coincide with the molecular
exciton, wps X Weg, also for a distance of zp = 0.5nm. Under these conditions the
plasmon-exciton coupling is strong and the calculated dynamics of the excited
state, |ce(t)|?, results in clear Rabi oscillations [Fig.5.6 (d)]. The comparison of
the dynamics obtained from the FQM (red lines) with that of the PDM (black
lines) yields quantitative differences in the period of the Rabi oscillations, around
40 % smaller in the FQM than in the PDM. Hence, the FQM reveals the limitations
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of the PDM to address the exciton dynamics both in weak and strong coupling
regimes.

Importantly, we have found that each particular geometrical configuration
of the molecule with respect to the plasmonic cavity requires a detailed
analysis of the plasmon-exciton coupling, as in some occasions the point-dipole
approximation overestimates the coupling, as shown for the ZnPc molecule,
whereas it underestimates its strength in others, as in the case of the vertically
oriented MB molecule.

5.5 Summary

We have studied the interaction between plasmonic excitations in metallic particles
and molecular excitons within the framework of cavity QED. We have extended
the description of the plasmon-exciton coupling beyond the standard point-dipole
approximation and discussed the consequences of treating the molecule as a
spatially extended object.

We have found that the more complete quantum model, describing the
plasmon-exciton interaction as an overlap of the excitonic transition-charge density
of the molecule and the quantized electric potential of the plasmons, nicely
corresponds with the experimentally reported photon maps of molecular excitons
measured in electroluminescence of STM [169, 170].

Furthermore, we have shown that the interplay of the spatial distribution of
the plasmonic potential and the excitonic transition-charge density of the molecule
can lead to breaking of the optical selection rules governing the light-exciton
interaction. The originally dark excitations (e.g. electric quadrupolar transitions)
can become bright if their interaction with light is mediated by the highly confined
fields of cavity plasmons. The spectral signatures of these excitons can be thus
observed in the far-field spectra as Fano-like features on top of the broad optical
response of the plasmons.

Finally, it has been found that the plasmonic environment strongly modifies the
temporal evolution of the molecular excited states. We have identified situations
where a correct excitonic dynamics is obtained only if the full spatial distribution
of the molecular excitonic transition-charge density is considered. In other cases
the commonly assumed point-dipole approximation may be sufficient to account
for the physics of the plasmon-exciton couping. Each geometrical arrangement of
the molecule in a plasmonic cavity thus requires specific inspection.

The model introduced in this chapter is a first step towards a more complex
description of the plasmon-molecule interaction. As for now, the model assumes
that the molecular geometry and hence also its excitations are described correctly
by the vacuum properties of the molecule. It is worthwhile to note that in
practical experiments concerning molecules in atomically-sharp plasmonic cavities,
as those considered here, there might be additional effects that would require
more sophisticated treatments of the metal-molecule interface regarding both
the electronic structure as well as the electromagnetic interaction. The extreme
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localization in plasmonic cavities often relies on atomic-scale corrugations at the
metal-nanoparticle surface which have been shown to vary along time due to
thermal diffusion of the metallic surface atoms [168]. Low temperature experiments
are thus required under certain circumstances to stabilize the particle morphology.
Additionally, the ground-state geometry as well as the energies of the molecular
excitons will be influenced by screening effects of the nearby metallic surfaces and,
in the case of experiments performed in air or solvent, also of the wetting layer
present in the plasmonic gap. These effects will generally modify the quantum-
chemical properties of the molecules and require more complex ab-initio modelling.
Nevertheless, we believe that the first-principles approach presented here provides
a good qualitative and quantitative picture of the coupling between plasmons and
single-molecular excitations under well-controlled conditions [169, 170, 186].
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Chapter 6

Effects of a dephasing reservoir
in photon emission of
coherently driven organic
exciton-polaritons

When placed into optical (plasmonic) cavities, excitons in organic molecules can
strongly interact with the cavity modes and form new mixed exciton-photon
(plasmon) excitations, so-called exciton polaritons [57, 178, 202-230], as described
in Chapter 5. Exciton polaritons have been broadly analyzed in connection with
their fluorescence properties, cavity-induced (photo)chemistry [219, 220, 231-235],
polariton lasing and polariton condensation [236-244|, and polariton-mediated
energy transfer [245, 246].

The inelastic photon emission from the polariton modes has been found to
exhibit spectral asymmetries that favour the emission from the lower polariton
branch, while often suppressing the emission from the upper polariton [203, 218,
247-249]. This asymmetry has been attributed to vibrationally driven decay
processes between the polaritonic states [250]. It has been shown that the
vibrational states of the molecules play a key role in the formation of new vibron-
polariton states that lead to the appearance of new peaks in the emission spectra
[223, 224, 226, 228, 229, 251, 252]. The excitons in organic molecules are also
exposed to interactions with their local environment (the solvent) that produces
additional exciton dephasing. The interaction with the solvent molecules also
contributes to significant solvent-dependent Stokes shift of the photoluminescence
induced by the reorganization of the solvent molecules when the solute molecule
changes the electronic state [253, 254]. It is therefore necessary to correctly treat
the interaction of the polariton states with the dephasing reservoir when describing
the strong coupling between a cavity mode and molecular excitons.
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In this chapter we address the inelastic light emission spectra of polaritonic
systems pumped by a coherent monochromatic laser. We present a quantum-
optical model based on the solution of the quantum master equation [94] that
describes the spectral asymmetries observed experimentally in the polariton
emission and action (excitation) spectra [203, 218, 249]. We show that the
dominant emission from the lower polariton state is a consequence of the
interaction between the excitons and the dephasing reservoir, which in principle
includes both the effects of the internal molecular vibrations and the solvent.

We first introduce the theoretical model in Section6.1. In Section6.2 we
demonstrate consequences of the model on an example of a single molecule in
a cavity. We address the more general case of Ny, molecules in a cavity in
Section 6.3.

6.1 Open quantum system theory of (collective)
exciton-cavity mode coupling

We describe the molecules as two-level electronic systems with a ground, |g),
and an excited state, |e), interacting with their respective reservoirs, including
both the internal molecular vibrational modes and the fluctuations of the local
environment of each molecule [254]. The local environment of the molecule is
responsible for the electronic dephasing processes [e.g. vibrations of the molecule
or the environment [250, 251, 255-259], fluctuations of solvent polarization etc.],
as schematically represented in Fig. 6.1. The excitonic term of the Hamiltonian of
the ¢—th molecule is

He i = hweg6) 64, (6.1)

where &; is the two-level-system lowering operator between the many-body excited
state, |e;), and the many-body ground state, |g;), of the i—th molecule, 6; =
|gi){e;|, and fweg is the energy of |e;) with respect to |g;), considered equal for all
molecules. Each molecule interacts with its local dephasing reservoir described by
the Hamiltonian

Hiyesis = WO B! B;, (6.2)

with Qg the effective energy of the mode of the reservoir, via the exciton-reservoir
interaction Hamiltonian

]:]efres,i — dRQR&ja'z(Bj + Bz) (63)

Here Bl are the bosonic annihilation operators of the collective reservoir mode 4
interacting locally with the exciton of the i—th molecule [253, 257, 259-263], and
1 stands for the Hermitian conjugate. We have assumed that the reservoir modes
have the same frequency Qgr.c; = Qr,g:; = Qr in the excited state (Qre,;) and
the ground state (g g ;). The equilibrium position of the reservoir mode is rigidly
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Figure 6.1: Schematic representation of the cavity containing a bosonic mode (with &
the bosonic annihilation operator of the cavity excitation) of energy hw. interacting with
a series of molecules modelled as electronic two-level systems. Each i-th molecule is
composed of its ground, |g;), and excited, |e;), electronic state separated by energy fiweg
(with &; = |gi){ei|), which further interact with a dephasing reservoir that is modelled
as an effective bosonic mode of energy h{2r, independently for each molecule (BZ being
the respective bosonic annihilation operator).

displaced in the electronic excited state of the ¢(—th molecule by a dimensionless
constant dg with respect to its equilibrium position in the ground electronic state.

We describe the inter-molecular excitonic interactions through the Hamiltonian

He o= Gyolé;+He., (6.4)
ij
where G;; are coupling constants that generally depend on the spatial distribution
of the individual molecules as well as on their mutual orientation.
The molecular excitons interact with a single bosonic cavity mode of frequency
We

H. = hw.i'a, (6.5)

where @ (a') is the bosonic annihilation (creation) operator of the cavity mode.
The ¢-th molecule interacts with the cavity mode via the coupling Hamiltonian

H,_c;=hgi6la+H.c., (6.6)
where g; is the respective cavity-mode-exciton coupling constant. The total
Hamiltonian describing the cavity and molecular excitations thus becomes

(6.7)

I;[tot = I;[c + I:Iefe + Z (I;[e,i + -Hres,i + I:Iefres,i + H-efc,z) .

The Hamiltonian ﬁmt contains information about the coherent dynamics of the
system, but also accounts for the the coupling of molecular excitons with their
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respective dephasing reservoirs. Importantly, H,o, does not account for exciton
decay and photon leakage. To properly account for this, we describe the dynamics
of the system via the master equation for the density matrix p, including the
effects of the environment via the phenomenological Lindblad terms of the form

fg? (p) =5t (QOZﬁéT - {@3(’2,/3}), with O; the (annihilation) operator of the
respective excitation, the phenomenological damping constants of the respective
excitations o, , and with {-, -} the anticommutator. The quantum master equation
that includes all the necessary Hamiltonian and Lindblad terms becomes:

h— [Hm, o+ Z.,zﬂo (6.8)

where O; depends on the model under consideration. In the following we address
the dynamics encompassed in Eq. (6.8) and analyse the spectral features arising
in the optical response of the strongly-coupled system influenced by the coupling
to a dephasing reservoir.

6.2 Single molecule in a cavity

6.2.1 Reservoir-induced incoherent processes for a single
molecule

In the strong coupling regime the plasmon-exciton interaction g; = g becomes so
significant that it overcomes the intrinsic electronic (v,,) and cavity (7y,) decay
rates and leads to the formation of new hybrid states, polaritonic states. The
simplest situation arises when a single cavity mode couples with a single two-
level electronic system (we omit the index ¢ to denote the molecule’s excitations
when considering a single molecule) in the single excitation manifold, where only
the bare states |g,0), |e,0) and |g,1) are considered, with 0 (1) the number of
cavity excitations. The new polaritonic eigenstates |[+) and |—) become a coherent
admixture of the exciton and the cavity excitation depending on the magnitude of
the coupling strength and the detuning of their respective frequencies:

|+) = cosfle, 0) +sinf|g, 1),
|-) = —sin#dle, 0) + cosflg, 1),
tan(260) = 20 and 0 <20 <. (6.10)

Weg — We

(6.9)

The scheme of the newly arising energy level structure is drawn in Fig. 6.2 (a).
The operators of the three-level system consisting originally of the states |0) =
lg,0), |2) = |e,0) and |3) = |g,1) can be more conveniently expressed in the new
basis {|0),|+),|—)} with help of Eq.(6.9). Most importantly, the operator &'&
responsible for the interaction with the dephasing reservoir in H'e,res becomes
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Figure 6.2: Role of the dephasing processes on the light emission from a single exciton
strongly coupled with a cavity mode. (a) Schematic level diagram of the exciton in a
cavity that is decoupled (left) and after the coupling is turned on (right) within the
Markovian-bath model (MBM). The cavity-exciton coupling gives rise to new polariton
states, |[4+) and |—), and opens new incoherent decay paths between |+) and |—) with
respective rates yo_, > 7o,_. (b) Energy level diagram marking the incoherent
population transfer between the polariton states as in (a), but for the Jaynes-Cummings
model (JCM) where the rates v,_, and v,,_ are equal (y,_, = 7o, _). (c) Spectral
density J(w) of the bath given by Eq. (6.22) for parameters fiyr = 400 meV, Qg = 400
meV (chosen such that the reservoir spectral function J(w) spans the range of vibrational
frequencies of the molecule) and dg = 0.173 (for which AJ(0) = 20 meV). Calculations
of selected emission and absorption spectra for smaller values of Qg are shown in
Appendix E. The vertical lines mark the positions where the spectral density is evaluated
to obtain the values of the Markovian decay rates vo, _, Yo_, and 7.

[259] (approximated in the single-excitation subspace):

616 ~ |2)(2|= cos? O]+)(+| + sin? O] =) (—|
—sin@cos b (|=)(+| + |[+){(—])- (6.11)
We further introduce the simplifying notation d¢¢ = [£)(¢], with &, ¢ € {+, —},
and rewrite the electron-vibration coupling Hamiltonian as:
H. s = hdgQro'o(B' + B) = hot6 F
=h[cos® 06,4 +sin®05__ —sinfcosf (6_4 +64_)] F, (6.12)

where we have defined F = dgQg (BT + B).

Following the standard procedure [94] (see also Section 3.1.3), we now eliminate
the dephasing reservoir and derive the incoherent dynamics of the strongly coupled
system. To that end we notice that the operators 6+,, O—4, O44, and o__
are eigenoperators of the polaritonic Hamiltonian H = H. + H. + He_.
(eigenoperator Oeig of Hamiltonian ﬁpol defined as | pol,() gl = )‘OcigO with
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A0, @ complex number) and in the interaction picture of Iflpol, these operators
have the following time dependence:
G4 =04 (0)e Hws—w)t, (6.13)
61 =64 (0)e oWt (6.14)
G4 = 044(0), (6.15)
6__=6__(0), (6.16)

where 64 _(0), 6-4(0), 64+4(0), and 6__(0) are the Schrédinger picture operators,
and with

Wee + We Wee — We )2
o = e i\/g2+( - ) (6.17)

the frequency of the upper (w4 ) and lower (w_) polaritons, respectively.

In the secular approximation, the incoherent processes are represented by the
Lindblad terms describing the dephasing of the polariton states, .,S”JL__ (p), the

decay of |+) to |—), £, " (p), and the reverse process, Z;{ii" (p). For brevity

G-+
we have defined 64, __ = cos?05,, + sin?§5__. The respective dephasing and
decay rates, v¢ = Yo, __, Vo_, and 7,,_, are determined from the properties of
the dephasing reservoir characterized by its spectral density J(w):

Yo, = cos® Osin® 0] (wy —w_), (6.18)
Yoy = cos? 0 sin? 0J(w- —wy), (6.19)
v = J(0). (6.20)

The spectral density of the reservoir [253, 257, 261-263] is obtained as the
Fourier transform of the reservoir’s two-time correlation function (EF'T(t + s)F'(t))
[94] (calculated for the reservoir decoupled from the system),

J(w) = 2Re { /0 " ds s (FT(t + s)ﬁ(t»} . (6.21)

In particular, J(w) emerging from Eq.(6.2) and Eq.(6.3) together with the
Lindblad term .,2”;3 (p) (damped harmonic-oscillator reservoir [253, 262| with
damping rate yp) calculated for zero temperature, T = 0K, is
2ypd3 Q3
J(w) = ——EOR (6.22)
(Qr —w)* +7%

The spectral density J(w) of the considered vibrational bath [Eq. (6.22)] is shown
in Fig.6.2(c). J(w) has the form of a broad Lorentzian peak positioned at the
positive side of the frequency axis. This stems from the condition T' = 0K, for
which the polariton decay can result only in spontaneous generation of excitations
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(vibrations) in an otherwise unpopulated reservoir. We note that for 7> 0K (a
situation not considered here), when the reservoir acquires thermal population,
processes including absorption of a thermal reservoir excitation (appearing for
negative w) would also contribute to J(w) [259, 264-267]. The model parameters
used in our study are given in the caption of Fig.6.2. As J(w) is not symmetrical
with respect to the zero frequency, the transition |[+) — |—) given by the rate
Yo, = cos?0sin®0.J(2|g|) is therefore favored compared to the |—) — [+)
transition occuring with rate v,, = cos? 6 sin 0.J(—2|g|), [marked by the vertical
lines in Fig.6.2(c)]. We stress that this asymmetry is a general property of
dephasing reservoirs and robustly appears in a wide range of non-Markovian
dephasing models [257, 260, 261, 263].This imbalance of the transfer of energy
between the polariton states gives rise to the asymmetries observed in the emission
spectra [203, 218, 249] that we address below.

Last, in strong coupling we employ the polariton Lindblad operators 3!:* (»)

and Z;{j‘ (p) (64 =10)(+| and 6_ = |0)(—|), where the decay rates of the upper,
Yo, and the lower, v, _, polariton are defined as

Yo, = Yasin’#, (6.23)
Yo = Ya 08’0, (6.24)

where 7, is the decay rate of the bare cavity decoupled from the molecules.
The phenomenological Lindblad terms ZJf’ (p) and Zgj‘ (p) can be related to
the commonly assumed phenomenological Lindblad superoperator describing the
decay of the bare cavity, £, (p). Under the strong-coupling condition we write
the photon annihilation operator & in terms of the polariton operators 6 and 6_
(in the single-excitation subspace):

G~sinfé +cosfo_, (6.25)

and apply the secular approximation. Under such conditions, the Lindblad

superoperator .Z,*(p) transforms into the pair of Lindblad terms, Z;:* (p) and

2,7 (p):

L3P = L7 () + £ (h)- (6.26)

We also phenomenologically include the intrinsic molecular losses via £ (p),
considering v, < vq.

6.2.2 Polariton light emission spectra under coherent
driving conditions for a single molecule

In the following we consider several different approaches to the implementation of
the dephasing due to the reservoir. First, we implement explicitly the reservoir
defined by Hyes, Ho—res [Eq. (6.2) and Eq.(6.3)] and f;B (p) into the master
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Figure 6.3: Photon emission spectra normalized to the incident laser intensity |£]* as a
function of the excitation frequency wr, within (a) the explicit-bath model (EBM), (b)
the Markovian-bath model (MBM) and (c) the Jaynes-Cummings model (JCM). In all
calculations we have considered the parameters fiwes = hwe = 2 €V, hy, = 150 meV,
Frye = 2 x 1072 meV and hg = 100 meV. The pure dephasing constant for the JCM
is 74 = J(0). The parameters of the bath are: fiyp = 400 meV, AQr = 400 meV and
dr = 0.173.

equation as a part of the simulated system (the explicit bath model - EBM)
and solve it for the spectral emission response (See Appendix E for details about
the implementation of the reservoir degrees of freedom). In the second approach
we approximate the EBM and eliminate the dephasing reservoir from Eq. (6.8)
using the Born-Markov and secular approximations, as described in the previous
section, and introduce the effective dephasing and damping terms via the Lmdblad
superoperators ZJ”(AL.Z;{:* (p),f;{ (p), XJL (ﬁ),fgj T (p )andf = (p)
(the Markovian bath model - MBM). The effective rates are schematlcally deplcted
in Fig.6.2(a). As a third approach we consider the commonly adopted Jaynes-
Cummings model (JCM) where the effective dephasing and decay rates are first
defined for the exciton of the molecule and the bare cavity mode, which are
mutually decoupled. Note that this is in contrast with the MBM where the
incoherent dynamics is derived in the polariton basis. The decay of the cavity
and the molecular exciton are described in the JCM by £ (p) and £]° (p), as
defined earlier, and the pure dephasing is implemented via

Yo (A _ TP (oatansata Afa A

Z2 (p) = 5 (26t6pete —{6%6,p1). (6.27)
In the JCM the interaction with the reservoir given in Eq. (6.2) and Eq. (6.3) is
not considered. Upon transformation into the polariton basis, the dephasing term
in the JCM model yields (among others) interaction terms between |+) and |—),
with equal rates for the |+) — |—) and |—) — |+) transitions, as schematically
depicted in Fig.6.2 (b).

As we are interested in the response of the system under illumination by a
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monochromatic laser light, we introduce the driving term

Hpump = € (aTe 91 4 gelrt) | (6.28)
with £ the amplitude of the laser pumping and wy, the laser frequency. We make
sure that the pumping amplitude is small enough to conform with the single-
excitation approximation.

We calculate the absorption spectra sa(w) of the system (assuming that
only the cavity interacts with the radiation field) and the inelastic emission
spectra sg(w;wr,) for different frequencies wy, of the incident pumping laser. The
spectra are calculated from the quantum regression theorem as one-sided Fourier
transforms of the two-time correlation functions (see also Section 3.3)

sa(w) = 2Re /0 oo<<¢3L(T)&T (0)))gs €47d T, (6.29)
Se(w;wr,) = 2Re /()OO<<(1T(T)€L(O)>>SS e Tdr, (6.30)

where the double-angle brackets are defined as

((a'(1)a(0)))ss = (a'(1)a(0))ss — lim (a'(7)a(0))ss. (6.31)

T—00

The calculated emission spectra for the reservoir spectral density considered
in Fig.6.2 (c) are shown in Fig. 6.3 within both the EBM and the MBM and are
compared to the result obtained from the JCM. To simplify the discussion, in the
following we concentrate on the special case when the energies of the plasmonic
and excitonic transition are matched (we. = weg). In Fig.6.3 (a-c) we plot the
emission spectra of the strongly coupled single-molecule exciton with the cavity
mode as a function of the excitation frequency wy, within (a) the EBM, (b) the
MBM, and (c) the JCM. For both the EBM and the MBM, the color maps offer the
same qualitative and very similar quantitative result. The inelastic emission arises
mainly from the transition of the lower polariton to the ground state and thus
leads to a clear dominance of the lower polariton emission peak. Contrarily, the
JCM yields a fully symmetrical result independently of the excitation frequency,
which contradicts the experimental evidences of molecular emission [203, 218, 249].
The implementation of the dephasing within the JCM is thus unable to correctly
describe the imbalance in the population transfer between the polaritonic states
driven by the dephasing.
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Figure 6.4: (a) Schematic representation of the polariton incoherent dynamics. The
strong coupling leads to the formation of bright upper, |+), and lower, |—), polaritons
that are decoupled from the dark states, |D;). The coupling of the polariton and the dark
states with the dephasing reservoir gives rise to the incoherent transfer of populations
from the higher-energy states to the lower energy states. The bare cavity incoherently
decays with rate 7,, the excitons of the bare molecules incoherently decay with rates
Yo; = Yo. The bright polariton states |+) and |—) then experience the incoherent decay
into the ground state |0) with rates ys, and <s_, respectively. The dark polaritons
decay to the ground state with equal rates vs, = 7. Finally, population transfer
among the polariton branches occurs with rates Vsis, Vst sp and Vst g, 38 marked
in the schematic. The population transfer is accompanied by the dephasing processes
(not shown). (b) Emission (black line) and absorption (blue dashed line) spectra of
four molecular excitons (Nmoi = 4) coupled to the cavity mode. The emission from
|—) prevails over |+) emission due to the incoherent population transfer caused by
the dephasing reservoir. The absorption spectrum, on the other hand, contains both
|+) and |—) peaks of similar intensity. Last, the emission and the absorption spectra
contain a peak appearing close to the frequency of the decoupled molecules that arises
from the dark polariton states |D;) that are now coupled to the bright polaritons
|+) and |—). (c-f) Emission spectra as a function of the excitation energy hwr for
Nmot = 2, 3, 4, 5 molecules, respectively. In all cases (b-f) the molecular excitons of
equal energies hwes = 2€V are perfectly tuned to the cavity resonance iw. = 2€eV and
interact with the cavity mode via hg; = g = 100 meV. The system is pumped by a laser of
amplitude A€ = 0.1 meV. The additional parameters are iy, = 150 meV, hyp = 400 meV,
Fye =2 x 1072meV, dr = 0.173, hQr = 400 meV.
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6.3. Npmol molecules in a cavity

6.3 N.o molecules in a cavity

6.3.1 Reservoir-induced incoherent processes for N,
molecules

Strong-coupling between a single-molecule exciton and a cavity mode is
fundamentally important but in realistic systems the cavity is usually coupled
to several molecular samples [186]. We therefore extend our description to cavities
containing Ny, molecules and transform the system Hamiltonian ﬁtot into the
picture of collective polariton excitations. To that end we introduce a new set of
operators S’i = Ea Cia0a, Where ¢;, are coefficients that are elements of a unitary
matrix such that (¢;1, ¢2, ..., ¢n,.,) form a set of Ny orthonormal vectors. It
is convenient to make the choice

1
(c11, €12, -, CINpy) = ——=——==(91, 92, - - -, INmo) (6.32)

Za |ga|2

and the remaining vectors orthonormal to the first vector. With this choice, S;
becomes fully coupled to the plasmonic cavity via a new effective coupling constant
Geff = \/ Do 19a]?. In the following we consider that all the coefficients g, = g are
equal (¢14 = 1/v/Nmo1) and recover the result gog = v/Nmorg. We further consider
the low-excitation limit where the new operators S; become approximately bosonic
and independent

S5, SJT] ~ bij, (6.33)
with the transformation rules
5l6a =81, (6.34)
« 7

> Gapol, = <Z cmcaj> SipST =" 8ipsS], (6.35)
ij

where in the second line we used the orthogonality of the coefficient vectors that
we assumed to be real.
The transformation rules allow for rewriting the Hamiltonian as:

i = hseg S8 + hwedla + go (S1a" + Sfa) + > non Bl Ba

+ hdr R Z Z CaiCayj (Ba + Bl) A;rSvj
ij La
o3 (S Gupeney | 818, + 1 (60
iJ af
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Chapter 6. Effects of dephasing in photon emission of organic exciton-polaritons

The Lindblad terms of the excitons of the individual molecules transform in the
collective picture as

D Lp) =) L (h): (6.37)

%

As in the case of a single molecule, we can proceed to diagonalize the
Hamiltonian part involving the bright excitonic mode strongly coupled with the
cavity [neglecting for now the inter-molecular coupling in the last line of Eq. (6.36)].
We thus generate a new set of annihilation operators of the lower, S_, and the
upper, 53” polaritons

5‘+ = 08 Ot S1 + sin Ou d, (6.38)
S_ = —sinfeg S1 + cosOeg a, (6.39)

with 0. defined in analogy with the single-exciton case [Eq. (6.10)]:

tan(20eg) = and 0 < 20 < 7. (6.40)

Weg — We

To simplify the discussion we further denote the bright polaritons in analogy
with the single-molecular case as |+) and |—) (such that in the single-excitation
approximation S} = |0)(+| and S_ = [0)(—|), and the dark polariton states |D;)
(such that S; = [0)(D;]| for i > 1). The level diagram of the polaritonic system is
schematically depicted in Fig.6.4 (a).
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6.3. Npmol molecules in a cavity

In the polaritonic picture, the system Hamiltonian H,o becomes:

Nmol
Hyoy = hwy 8180+ hw_8TS_ + 3 huwep STS: + ZRQRBTB (6.41a)
=2
+ hdRQR Z Ca1Cal (Ba + BL)
X _cosz Oot 5'15'+ + 8in? Oog ST S_ — sin feg cos aeff(gj_g_ ST_SQ_)}
) (6.41D)
i Nmol
+ |hcos b drQr Y lz CaiCal (Ba + BL) SIS, +He. (6.41c)
L =2 o
B Nmol
— | Asinbug drOr > [Z CaiCal (Ba + Bg) SIS. + He. (6.41d)
L =2 [
Nmol
+hdrOr Y | caicas (Ba + B;L) SIS, (6.41¢)
i,j=2 «
N
+ Z Z GapCaiCsj {cos Heﬁ‘si — sin Heﬁ‘sijl S;+H.c. (6.41f)
=2 \ af

+ Z GapgCarcpl [Cos Heﬂ‘gl — sin Heﬂ‘s’i} [COS 9635+ — sin 9635“,}

L af
(6.41g)
mol

+ 3 | D Gapcaics; | 519 (6.41h)

1j=2 af

Here w, and w_ are defined as:
RY

o = St \/ggﬁ 4 (g —?, (6.42)

The coupling of the various polaritonic modes with the dephasing reservoir is
given by (6.41b) to (6.41e). The interaction with the reservoir leads to population
transfer among |+), |—), and the dark polaritons |D;). The coherent laser
pumping is included in (6.58). The term in (6.41f) of the transformed Hamiltonian
introduces mixing of the dark states with the bright modes. Equation (6.41h)
represents additional interactions among the dark modes that are weak for the
selected parameters.

The incoherent damping of the dephasing reservoir is included via ‘,2”73‘* (»),
with v, = 7B. The intrinsic damping of the molecules is 1ncluded via
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> .i”; p) =, .Z;S (p). The transformation into the basis of the polariton
states further changes the form of the incoherent damping of the cavity. In the
secular approximation, the cavity damping Lindblad term, .£;*(p), transforms as

R Sy A YS_ 4
L(p) = L (P) + Ly (h), (6.43)
with the respective decay rates

Vs, = sin® et Ya, (6.44)
Vs = o8> OeftVa- (6.45)

The contribution of the intrinsic molecular decay v, to the decay of |+) and |—)
can be neglected compared to the large cavity losses v,. Last we remark that
the model outlined above, including explicitly the reservoir modes B; is further
denoted as the explicit bath model — EBM.

6.3.2 Reservoir-induced incoherent processes in
Born-Markov approximation

To bring an intuitive insight into the reservoir-induced incoherent population
transfer among the polariton states, we now eliminate the reservoir degrees
of freedom in the Born-Markov and secular approximation and introduce
effective incoherent Lindblad terms. For simplicity, we further assume that the
intermolecular coupling is negligible and only weakly perturbs the dynamics given
by Eq.(6.41a) to Eq.(6.41le). We eliminate the reservoir whose dynamics is
given by the Hamiltonian term H’ms = > o hQRBLBa and the Lindblad terms
Y oa X;f” (p), with vp, = vp by standard methods of the theory of open-quantum

systems using the secular approximation [94].

Equation (6.41b) represents incoherent interaction between the upper, |+),
and the lower, |—), polariton, in close analogy with the single-excitonic case,

Tt Vgt
and leads to the Lindblad terms ,,Z”STS 537 (p) and ,ZSTS E,SJr (p). We further define
+5- ISy

E, = drQr(Ba + B}) (F, = F as the reservoir modes are equivalent) and note
that

(EL(t+ $)EF5(1)) = Sap(FL(t + 8)Fa(t)) = Sas(ET(t + 8)F (1)) (6.46)

as the respective bath modes are locally interacting with each molecule and are
assumed to be uncorrelated. The respective rates then become

sin? O cos? Do

’YS}Si = N J(wt —w), (6.47)
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6.3. Npmol molecules in a cavity

where either the upper or the lower signs apply. This result can be found from

75; Sy

sin? Oag cos2 Oog

o0
— 2Re / ds ellws—ws)s <Z Catcar FY(t+5)) 051051Fﬁ(t)>
0 «@ B
= 2Re { ds el —ws)s <Z 021%1}@(1& + S)Fa(t)>}
0 =

1
=Y T (ws —ws) = 5 J(ws —wg), (6.48)

where we have used the definition of the coefficients ¢o1 = 1/v/Nmol and

J(w) = 2Re { /O " ds ews (FT(t + s)F(t))} (6.49)

to obtain the final result.

From Eq. (6.41c) we obtain for the decay of the upper polariton into the dark
polaritons (and vice versa) the terms:

Nmol

Z mol T T
Lo gtis, (P) Z fsf;* (6.50)

Nmol

Z mol ST S;
Z o st Z (6.51)

where we have neglected the Lindblad superators containing the cross-terms. In
analogy with ~y¢+ 5y the respective rates are:
¥

cos? Our

Tsis, = TVshs, = W;J(Mr — Weg), (6.52)
cos? Oegp

Vsts, = Vst sp = Nm: J(weg — w4, (6.53)

where we have defined v+ s, and g s, assuming that the dark polaritons are
D +

equivalent. In close analogy, from Eq. (6.41d) we get for the decay of the dark
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polaritons into the lower polariton (and vice versa):

N
Y ~Nmol of mol Yot
it sls oy sl sy, .
s gt g, PV~ 2 Zgrg, (0) (6.54)
‘ =2
Nmol
Y~Nmol gt Yot
Z25% 85— 1Ay o S;5— (A
sVmar gig (D) D Lyrs (D), (6.55)
’ ‘ 1=2
The respective rates are
2
sin” Oeg
Tsts; = Vstsp = W:J(‘*@g —w-), (6.56)
)
Sin® Oqg
Tsis. =Tshs. = ﬁj(w— — Weg), (6.57)

where we have defined vgi g and vg1 g_-
hS- !

Last, in the Markovian model we also obtain the pure dephasing and energy
transfer among the dark polariton states. These terms, however, do not contribute
to the population decay that we discuss later and we will not consider them in the
following.

In summary, we have obtained effective rates of incoherent transfer of
populations among the polariton states in the Born-Markov approximation. The
obtained decay rates all feature oc 1/Ny,, dependence, Vsis > Vsts,r Vst spo
Vsis > Vstspr Vsis, X 1/Nmo1, and are proportional to the reservoir spectral
function J(w) evaluated at the frequency corresponding to the difference between
the respective energies of the involved polariton states. Hence, the transitions
from polaritons of higher energy towards polaritons of lower energy (|+) — |—),
|+) — |D;), and |D;) — |—)) are favoured with respect to the reverse processes
due to the asymmetry of J(w) [J(—|w|) < J(Jw|)] discussed above.

6.3.3 Polariton light emission spectra under coherent
driving conditions for N, molecules

We now calculate the absorption and emission spectra of the system including
Nmor molecules as defined in Eq. (6.29) and Eq. (6.30) using the EBM. We assume

that the cavity is coherently pumped via the Hamiltonian term ﬁgﬁlmp.

pump

Heol  — hS( [sin Ootr S’+ + cos b 5',} elvnt 4 {sin Octr S’I_ + cos O S’T_] ei“’Lt> .

(6.58)

124



6.3. Npmol molecules in a cavity

In the following we also assume the inter-molecular coupling of the form

Go .
G = —— fori and
I (6.59)
Gij =0fori= j
and set
dg
Gy = —— 6.60
0 dmeory’ (6.60)
with the transition dipole moment of the exciton dy = 0.2e-nm, the effective

intermolecular distance rg = 2nm and ¢y the vacuum permittivity. This choice
of G; describes a set of interacting molecules whose dipoles are arranged along
a line (e.g. in the z direction) with constant spacing ro and with parallel dipole
moments dy (e.g. oriented along z). The intermolecular interaction given by
Eq. (6.59) weakly perturbs the polariton structure given by the collective cavity-
mode-exciton Hamiltonian, however, it breaks the symmetry of the Hamiltonian
(makes the molecules inequivalent). Due to this symmetry breaking, the originally
dark polariton states |D;) couple with the cavity mode and become observable in
the spectra. We note that the symmetry of the system Hamiltonian can be broken
in different ways, for example by introducing disorder into the system.

As an illustrative example we calculate the emission and absorption spectra of
four mutually interacting molecules that are coupled to the cavity with Ag; = ig =
100 meV. The system is pumped at the upper polariton frequency fwy, = 2.2€V.
The result is shown in Fig.6.4 (b) for Ny, = 4 molecules interacting with the
cavity mode. The emission spectrum (black solid line) shows a dominant peak
originating from the lower polariton |—) (appearing at ~ 1.8€V) as in the single-
molecular case. Another sharp emission peak of low intensity, which was not
present in the single-molecular case, emerges at a frequency around that of the
decoupled molecules ~ 2eV. This new peak is a signature of the polariton states
|D;) that are dark in the collective-coupling model where the excitons do not
interact directly among themselves, but become bright after introducing the inter-
molecular coupling in Eq. (6.4). Experiments where large numbers of molecules
couple with a cavity show that the dark-polariton photoluminescence peak can
have comparable intensity to the emission peak of the lower polaritons [218, 249].
On the other hand, the absorption spectrum (blue dashed line) features two
absorption peaks of similar intensity at frequencies of the polariton branches |+)
and |—). As a result of the inter-polariton transfer induced by the reservoir, the
lower-polariton peak has slightly higher spectral intensity and is narrower than the
upper-polariton peak, since the upper-polariton peak is broadened by the decay
processes induced by the dephasing reservoir [259].

Finally, in Fig.6.4 we present the two-dimensional maps containing the
emission (vertical axis) and excitation (horizontal axis) spectra of systems
containing (¢) Nmol = 2, (d) Nmol = 3, () Nmo1 = 4 and (f) Nyl = 5 molecules
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(considering fig = 100meV). The emission pattern is in all the cases similar to
the single-molecule case [Fig. 6.3(a,b)], exhibiting a doublet of the emission peaks
originating from |+) and |—) that are split by the collectively enhanced coupling
goff = V' Nmorg. Between the |[+) and |—) polariton peaks, in this collective scenario
there appears an additional feature corresponding to the dark polaritons in both
the emission and the excitation spectra (although hardly distinguishable in the
spectral maps). The dominance of the lower-polariton peak in all the calculated
spectra is in accordance with the mechanism of incoherent population transfer
in strongly-coupled systems discussed above. We can observe that the inelastic
emission is most efficient from the lower polariton branch when the upper polariton
is pumped. In this case, the interaction with the reservoir efficiently incoherently
populates |—) which in turn emits the inelastic photons. We now briefly analyze
the polariton dynamics in the collective scenario that gives rise to the asymmetry
of the inelastic photon emission.

6.4 Polariton dynamics in the collective scenario

We have shown that the dephasing reservoir gives rise to incoherent transitions
between the polariton states that preferentially lead from the states of higher
energy towards the states of lower energy (|+) — |D;), [+) = |—) and |D;) — |—)).
This phenomenology has been addressed in details by other authors [259, 264
267]. Here we focus on the dynamics of these decay processes and calculate the
time evolution of the polariton populations ny = <S'I_S'+>, n_ = (ST5_) and
np = Nmil—l ZASA'JS’Z), where Ny is the number of molecules, assuming that
the populations evolve according to the master equation [Eq. (6.8) with Eq. (6.26)]
that explicitly includes the dephasing reservoir (the EBM). We compare the EBM
population dynamics with a rate-equation model (REM) based on the diagram
of levels and decays displayed in Fig.6.4 (a). The effective polariton dynamics
derived in Section 6.3.2 leads to the following rate equations (we do not consider
the coherent driving term H<L .

pump

'r'l_,’_ ’7n+ (Nmol - 1)751513 ’73157 ny
np | = Vsisy Tnp Tsis_ np |, (6.61)

- Yot Nma—Dygrg,  n. | L7
(6.62)

with

Yny =S, T+ 'Ysis+ + (Nmol - 1)'75']1‘DS+, (663)
Ynp = Vsp T Vst g T Vst s (6.64)
Yoo = s+ Nmol = DYgt g + Vgt g (6.65)
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Figure 6.5: Decay of polariton populations ny (upper polariton - black), n_ (lower
polariton - red) and np (dark polariton - blue), in logarithmic scale, as a function
of time assuming that initially ny = 1 and n— = np = 0. (a) The full calculation
(EBM - dashed lines) is compared to the rate-equation model (REM - full lines) for
Nmol = 4 molecules and ¢ = 100meV. (b) The populations calculated from the REM
for Nmor = 1000 molecules, using v/ Nmolg = 200meV. The remaining parameters are
Bye = 150meV, hyp = 400meV, fye =2 x 1072 meV, dr = 0.173, KQr = 400 meV.

In the REM, only the incoherent dynamics of the populations of the respective
states is studied (the population decay) and processes related with the pure
dephasing are not considered. We calculate the dynamics assuming that the
upper polariton is initially fully populated ny = 1 and n_ = np = 0 and then
spontaneously decays (the coherent driving [Eq. (6.28)] is switched off) into the
ground state |0) and into the other polariton states, |—) and |D;).

In Fig. 6.5 we plot the polariton populations in logarithmic scale as a function
of time obtained from the numerical time evolution of the full system-reservoir
density matrix (EBM - dashed lines) together with the solution of the REM (full
lines) for (a) Nmoi = 4 molecules and (b) Nye = 1000 molecules (using REM
only). For Ny = 4, the REM matches well with the results from the EBM with
only slight deviations from the exact population dynamics. ny (black) exhibits a
rapid decay with total rate v, from its original population into the ground state,
|0) (vs, ), but also into the lower polariton, |—) (75t 5, ); and the dark polaritons,

|D;), with rate [(Nmol — 1)’yS]TDS+], which pumps the lower polariton population
(n— - red lines) and dark polariton population (np - blue lines). After this initial

impulse, the dark polariton population starts to steadily decay into the ground
state (vs,) and into the lower-polariton state (ygt g ). Similarly to the dark

polaritons, the lower polariton first gets populated due to the fast-decaying upper
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polariton. After that |—) rapidly decays into the ground state (vys_), but only
until it reaches the regime when n_ is dominantly pumped by the slowly decaying
dark-polariton (yg4t SD)‘ In this regime, the decay of n_ becomes limited by the

pumping and resembles that of the dark polaritons [the bottleneck effect, red lines
in Fig. 6.5 (a)].

We have shown that the decay rates connecting the polariton states are
inversely proportional to the number of molecules, Vsis_» Vsts, Vstsy Vsis

Vst s Vsis, 1/Nmo1- Since the upper and the lower polaritons in our model

decay fast to the ground state (vs, , vs_ o 7,) regardless of Ny, the initial stages
of their respective population dynamics are practically independent of the number
of molecules. However, as Np,q is increased, the dark polariton decay rate into the
lower polariton becomes progressively smaller (4t s, X1 /Nmol) until it becomes

fully limited by the intrinsic rate 7, for Ny, — oco. This tendency is apparent
in Fig. 6.5 (b), where we plot the population decay for Ny, = 1000 molecules as
obtained from the rate-equation model. In this case the bright polariton, |+),
initially decays into the dark polariton states, |D;), which only slowly decay into
the lower polariton |—).

Finally we remark that the model described in this chapter is able to address
the dynamics of population transfer among the polaritonic states, but does not
explain the long lifetime of the lower polariton state that has been reported in
the literature [250, 259, 268-270]. In our approach, the terminal slow decay of n_
arises due to the bottleneck in the form of a slowly decaying dark polariton states.
The explanation of the long lower-polariton lifetime requires further modelling of
the microscopic decay mechanisms of coupled cavity mode and molecular excitons.

6.5 Summary

In summary, we have demonstrated that the dephasing reservoir in strongly
coupled cavity-mode-exciton systems can lead to asymmetries in the observed
emission spectra, favouring light emission from the lower polariton and suppressing
the upper polariton emission. The asymmetry in the inelastic light emission from
a cavity arises naturally from the model which explicitly considers the dephasing
bath as an effective damped harmonic oscillator. The coupling with the reservoir
in the strong coupling regime naturally favours the transfer of the population of
the higher-energy polaritons towards the polaritons of lower energy (|4+) — |D;),
|[+) — |-) and |D;) — |-)), including the dark polaritons if many molecules
are considered. This process leads to the prevalence of the inelastic photon
emission from the lower polariton |—) and considerably shorter lifetime of the upper
polariton |+). Moreover, if many mutually interacting molecules are coupled to the
cavity, the dark polariton states can become bright and give rise to a new peak in
the polariton emission spectrum. This new peak is then positioned approximately
at the frequency of the uncoupled excitons, which is consistent with experimental
observations of light emission from molecules [203, 218, 249].
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6.5. Summary

The results of this chapter have been obtained for a relatively small number
of molecular samples due to the limitations of the approach based on the solution
of the quantum master equation. Other approaches have been considered in
the literature [252] which allow for treating a large number of molecules within
the effective Hamiltonian approach that takes advantage of the tensor-network
description of the excitonic and vibrational states, but do not allow for calculation
of the steady-state emission properties under coherent laser pumping. It would
be desirable to implement the tensor-network approach within the open-quantum
system approach and apply it to more realistic systems where large numbers of
molecules couple with optical cavities.

Nevertheless, the results of this chapter provide an intuitive view of the
processes that stand behind the experimental observations of light emission from
molecules in optical cavities and can serve as a guideline for future implementations
of dephasing in strongly-coupled systems.
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Part IV

Surface-Enhanced Raman
Scattering
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Chapter 7

Optomechanical approach to
resonant Surface-Enhanced
Raman Scattering

Surface plasmon excitations in metallic particles are able to squeeze and enhance
electromagnetic fields down to the nanometric scale and thus dramatically enhance
the interaction of nearby molecules with the incident light. The plasmonic
near-field enhancement has been exploited in plasmon-enhanced spectroscopies,
particularly in the Surface Enhanced Raman Spectroscopy (SERS) [7-19], which
enables detection of minute quantities of molecular samples. The improved design
of plasmonic cavities has allowed for spectroscopic investigation of even single
molecules that are placed into ultranarrow plasmonic gaps [9, 165]. Current
experimental strategies have taken advantage of the properties of plasmonic cavity
modes that allowed reaching the plasmon-exciton strong-coupling regime with
single molecules [186], as well as intramolecular optical mapping of single-molecule
vibrations in SERS [165] or in electroluminescence [167]. These results suggest
the possibility to push the use of plasmonic modes to further and actively control
the quantum state of a single molecule and thus influence its chemistry [271-
276]. Recent theoretical and experimental studies [168, 277-280] have revealed
that off-resonant SERS can be understood as a quantum optomechanical process
[277, 278, 281] where the single plasmon mode (sustained in a plasmonic cavity)
of frequency w, plays the role of the macroscopic optical cavity and the molecular
vibration of frequency {2 plays the role of the macroscopic oscillation of the mirror.
The description of such process requires development of concepts and methods
beyond the standard classical description of SERS [168, 277-280].

In this chapter we address a quantum mechanical theory of resonant SERS
(r-SERS), where an optical plasmonic mode supported in a metallic nanostructure
resonantly excites a nearby single molecule described as an electronic two-level
system (TLS), coupled to a vibrational mode. We discuss the similarities
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and differences between the r-SERS Hamiltonian and the off-resonant quantum
optomechanical Hamiltonian, which has been described previously. To that
end we adopt a range of the optomechanical parameters available in typical
resonant situations. We then show that novel phenomena emerge in r-SERS
under intense laser illumination, when the non-linearities of the molecule can
trigger the coherent coupling of molecular electronic and vibrational degrees of
freedom [57, 178, 182, 282-285]. We further exploit the analogy with quantum
optomechanics to propose a mechanism of on-demand frequency-selective pumping
of molecular vibrations [7, 10, 12, 13, 16] via the coherent laser illumination.
Last, we expand the theory of molecular optomechanics to address r-SERS under
conditions of strong coupling between the plasmon and the molecular electronic
excitations. These phenomena may provide a means to drive plasmon-enhanced
vibrational spectroscopy to the realm of the single-molecule selective chemistry
or engineering of single-molecular optomechanical systems involving molecular
vibrations on demand.

7.1 Optomechanical description of off-resonance
Raman scattering

The standard theoretical approach to Raman scattering on molecules consists
in performing a perturbative expansion of the molecular polarizability in the
scope of the Placzek’s or Albrecht’s theory [286]. In this thesis we tackle the
problem of plasmon-enhanced Raman scattering on molecules by applying the
methodology of the quantum cavity optomechanics. We follow recent studies
[168, 277-280, 287] that have shown that off-resonant SERS can be understood
as a quantum optomechanical process [281] where the single plasmon mode (the
plasmonic cavity) of frequency w. plays the role of the macroscopic optical cavity
and the molecular vibration of frequency €2 plays the role of the oscillating mirror.
Here we extend the analogy between optomechanics and SERS and describe
the r-SERS by means of cavity quantum electrodynamics (QED) as a hybrid-
optomechnical process [288, 289].

In quantum optomechanics, the mirrors of optical cavity sustaining an
electromagnetic mode are attached to a mechanical oscillator in such a way that
the frequency of the optical mode w.(q) depends on the displacement of the mirror,
q, as schematically depicted in Fig.7.1. The mechanical oscillations of the mirror
are characterized by a frequency () which is constant. In quantum optomechanics,
this dependence of the cavity frequency on the position leads to an interaction
between the mode of the optical cavity and the mechanical mode of the mirror
as follows. The Hamiltonian of the cavity H. = hwe(q)ata (a and af being the
bosonic annihilation and creation operators, respectively) is expanded in ¢ and
only the first-order term of the Taylor expansion is kept:

H. ~ ho(0)ata + n 220

9 |q:0qafa. (7.1)
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Figure 7.1: (a) Schematics of a typical optomechanical cavity. One of the cavity mirrors
is attached to a mechanical oscillator of frequency 2. The cavity supports a photonic
mode of frequency w¢(q), dependent on the displacement of the oscillating mirror, g. The
g-dependence of the cavity mode then gives rise to the optomechanical coupling gom,
which can be also expressed in terms of the oscillation frequency €2 and a dimensionless
displacement dop of the mirror equilibrium position when one excitation is created in
the cavity (as described in the main text). (b) In molecular optomechanics, the localized
plasmonic mode of a metallic particle interacting with a molecule plays the role of the
optical cavity and the molecule’s vibrations play the role of the mechanical oscillation.
(d) Example of off-resonant SERS spectra calculated using the quantum optomechanical
formalism for three different temperatures: 7' = 0K (red dashed line), 300 K (blue line)
and 2000 K (black line), and normalized to the maximum. The spectra exhibit two peaks,
the Stokes peak (St), red detuned from the laser frequency wr,, and the anti-Stokes peak
(aSt), blue detuned from wr,. The anti-Stokes peaks is practically absent when 7'= 0 K.
As the temperature increases, the anti-Stokes peak gains on intensity and for 7' = 2000 K
becomes comparable to the Stokes peak.

The displacement of the mechanical vibration is then promoted to an operator
q — G, with ¢ = go(b! + b). Here b (b') is the bosonic annihilation (creation)
operator and ¢o is the zero-point amplitude of the mirror’s oscillation. The
Hamiltonian ﬁc thus becomes:

. . A Ouwe e s
fﬂmfuo+Hng=m%@mm+h%;”uﬂwaM@ﬁ+m, (7.2)

=Qdom=—gom
where ffc)o is the bare-cavity Hamiltonian and
He_ib = —hgoma'a (bt + b) (7.3)

is the optomechnical Hamiltonian that contains the non-linear interaction between
the cavity photons and the quanta of the mechanical vibration. We have also
defined the optomechanical coupling constant g¢o, that can be alternatively
expressed in terms of the optomechanical displacement parameter d,, as discussed
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below.

The optomechanical Hamiltonian describing off-resonant SERS reads in close
analogy with quantum optomechanics [277-280]

-Hom = Apl + I;[vib + ]fjplfvib + I;[pumpu (74)
where
Hpy) = hwea'a
Hyp, = hQ0'D
(7.5)

le—vib = _hgomd.rd(z)T + 8)
Hpump = h& [d exp(iwpt) + al exp(—ith)] .

Here operators a (a') and b (b!) are the annihilation (creation) operators for
plasmon and vibrations, respectively, £ is the photon-plasmon coupling constant
(with |€|? proportional to the laser intensity) that characterizes the interaction
Hamiltonian between the plasmon mode and the classical laser illumination of
frequency wry,, and gon, is the optomechanical coupling constant.

In the field of molecular optomechanics, the coupling constant g., can be
connected to the Raman tensor, daeg /g, of the molecule (with o the molecule’s
electronic polarizability) interacting with the plasmonic cavity [277-279]. We do
not discuss the details of this connection in the thesis. Instead, in what follows it
will be convenient to interpret the optomechanical interaction as a displacement of
the vibrational mode by a dimensionless value npy,don,, dependent on the number of
excitations (plasmons) in the cavity, npr,. This becomes apparent after rearranging
the bare optomechanical Hamiltonian, Hyom = H pl + Hy, +ﬁp1_vib, into the form

Hyom =h(we — Qd2afa)ata
+ hQb" + doma'a) (b + doma’a), (7.6)

with the dimensionless displacement doy = —gom /€. The first line of Eq. (7.6) is
the non-linear Hamiltonian of the cavity excitations (plasmons). In the limit of a
weakly populated cavity and do,,, < 1 we can neglect the small non-linear term
—hQd?, a'ataa, and we re-define the plasmon frequency as [hw. — Qd?,] = hw!.
and recover the linear plasmon Hamiltonian Aw’afa, so that:

Hyom ~hwlata + hQ0" + doma’a) (b + doma’a). (7.7)

The second line in Eq. (7.6) has the sought form of a vibrational mode displaced
by an amount that depends on the number of plasmonic excitations in the cavity
ata.

The level structure of the bare optomechanical Hamiltonian Hyom [Eq. (7.7)]
can be visualized as shown in Fig.7.2(a). The large grey dashed parabola
illustrates an effective potential supporting the plasmonic mode. The vibrational
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7.1. Optomechanical description of off-resonance Raman scattering

potential is represented by the small parabolas that are displaced along the
dimensionless normal coordinate ¢ by a magnitude npr.doy proportional to the
plasmonic number state |npr,) [290, 291]. The energies of the plasmon Hamiltonian
form an equidistant ladder, schematically drawn for the three lowest plasmon
number states |npr,), and contain a fine-structure of vibrational sub-levels.

In realistic systems, the cavity excitations and the vibrations also undergo
decay, pumping and dephasing processes. We consider losses and thermal
pumping in the dynamics of the system by solving the master equation for the
density matrix, p, (see Section 3.1.3) with incoherent damping introduced via the
phenomenological Lindblad terms for the plasmon and the vibration:

2706 = 3 (2apa" — {ata.p}). (7.8)
Z13] = [nwan(T) + 15 (200" — {815, }) (7.9)
Z301) = nn (1) (267pb = {b675 ) (7.10)

where -3 is the vibrational decay rate and -, the plasmonic one, respectively, and
1
exp (J};—QT) -1

is the thermal population of the molecule’s vibrational mode at temperature T
where kg is the Boltzmann constant. We do not consider the thermal population
of the plasmonic mode as usually Aw. > kgT.

nyin(T) = (7.11)

7.1.1 Off-resonant SERS spectra

As an illustrative example, we apply the off-resonant SERS model to calculate
a typical Raman emission spectrum of a molecule interacting with a plasmonic
cavity. To that end we choose a broad plasmonic cavity, setting Aw. = 2€V,
hy, = 500meV and hgoy, = 1meV for the cavity, and A2 = 50meV. We assume
that the cavity is illuminated by an incident monochromatic laser of frequency
hwy, = hw. = 2eV of amplitude £ = 0.1 meV, which represents weak illumination
conditions under which the laser only mildly perturbs the equilibrium of the
molecular excitations.

The Hamiltonian in Eq.(7.4) can be further manipulated to simplify the
calculations. First, we bring the Hamiltonian flom into a form that does not
contain any explicit time dependence by transforming it into the appropriate
interaction picture as Hyp — UwL ﬁomULL — ihUwL UI)L with 0WL = exp(iatawrt).
After that we redefine the plasmonic creation and annihilation operators:

a— a+ ag,

al —at +ag,
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a) Off-resonant SERS

Molecule

Incident laser
KN Q%b

Plasmonic
particle
b) Resonant SERS
Molecule
Incident laser
ZWL q%b
H g
[Lpr) N
lwe
0
[0pL) o
Plasmonic
particle

Figure 7.2: Schematics of (a) the off-resonant SERS process in a plasmonic particle and a
vibrating molecule, and (b) the r-SERS process, both depicted with their corresponding
level structure. (a) The plasmonic number states |np1,) have equidistant energies hnprw,
(vertical axis) and vibrational fine-structure for each |npr). The vibrational parabolas
are displaced by nprdom along the dimensionless normal coordinate ¢ depending on
the number of plasmonic excitations. (b) The r-SERS system consists of a plasmonic
particle interacting with a molecule described by an electronic (two-level) and (bosonic)
vibrational degrees of freedom: the potential energy surfaces (PES) for the vibrations
of the ground electronic state, |g|, Eg(q), and for those of the excited state, |e), Fc(q),
for the vibrations depend on the electronic states and are shifted with respect to the
dimensionless normal coordinate ¢ by a displacement d. The plasmon mode is excited
by coherent laser illumination of frequency wr, &~ w..
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7.1. Optomechanical description of off-resonance Raman scattering

where ag = A:i‘gﬁ. This choice of ag leads to a new form of the Hamiltonian
2
Hom
Hom = ﬁpl + ﬁplfvib + Hvib (712)
with
H, = hAata
Hyi, = hQbTH (7.13)
Eplfvib = _hgom(d]L + ag)(& + aS)(l;]L + 8)7
with A = w. — wr,. Under these transformations the Lindblad terms remain

formally the same as in Egs.(7.8) to (7.10). The optomechanical coupling
Hamiltonian can be further simplified by assuming that (a)ss, evaluated in the
steady state, is small ((a)ss < 1):

Hplvib = —hgom (@' + af)(a + as) (0! + b) = —hgem(ata + agal) (b +b).
(7.14)

The approximated form of the optomechanical coupling Hamiltonian in Eq. (7.14)
is nothing but a Rabi coupling term between the molecular vibrations and the
cavity mode that is parametrically dependent on the amplitude of the driving
laser via as.

Having simplified the Hamiltonian, we calculate the incoherent photon emission
spectra of the cavity mode following the prescription of Section 3.3:

se(w) = 2Re /0 (@t (0)a(r)))es €47 d T, (7.15)

where we use the notation ((O103)) = (0103) — (O1)ss{O2)ss, where O and O,
are generic operators. This definition of the emission spectrum does not contain
the coherent delta-peaked Rayleigh scattering at the frequency of the incident laser
Wr,-

The resulting spectra normalized to their respective maximum values are
plotted in Fig.7.1(c) for varying temperature T =0K (red-dashed line), 300K
(blue line) and 2000K (black line). The spectra are plotted as a function of
frequency, normalized to the vibrational frequency 2, and centred around wy,. All
the spectra exhibit a dominant Raman-Stokes peak at w — wy, = —€2, which is
apparent even for T = 0K when the vibrational state is thermally unpopulated.
As the temperature is increased and the vibrational thermal population, n;,(7"),
appears, the Raman anti-Stokes peak becomes apparent in the spectrum. At room
temperature (T = 300K) the anti-Stokes peak is much weaker than the Stokes
peak as the ratio of the two peak intensities is approximately s.(—)/s.(Q) =~
[nvib(T) + 1]/nyib(T). For a rather high temperature of T' = 2000 K, the Stokes
and anti-Stokes peaks become comparable in magnitude as nyi, (1) + 1 = nyip (7).
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In the high-temperature limit the quantum model recovers the classical result
that the Stokes and the anti-Stokes peaks should be equal in magnitude. Also,
the increasing temperature results in a broadening of the emission peaks which
follows from the dependence of the line broadening on the thermal population of
the vibrations as nyip (T)7s-

7.1.2 Resonant SERS

We complete the previous picture of SERS by addressing the scenario where the
frequency of the incident laser approaches the molecular electronic resonance.
In r-SERS we describe the molecule as a TLS, composed of a ground, |g), and
an excited, |e), electronic state, that interacts with the vibrational modes via a
polaronic coupling term [223, 224, 253, 288, 292], and with the plasmonic cavity via
the Jaynes-Cummings coupling term [see Fig. 7.2 (b)]. The molecular vibrations
are modelled as bosons within the Born-Oppenheimer approximation, where the
effective harmonic vibrational potential is given by the ground state [Eg(g)] and the
excited state [Eq(q)] potential energy surfaces (PESs) along a normal vibrational
coordinate g, respectively [92, 93, 219, 220]. We consider that the vibrational
energies of the molecule, A, are the same for the ground and for the excited state.
The Hamiltonian describing the molecular vibrational end electronic excitations
[see Eq. (2.44) in Section 2.3| thus simplifies to

Hynol = |g)(g](Ee + hQDLbg) + [e) (] (Ee + hQb[be). (7.16)

We further consider that the vibrations in the excited state are displaced with
respect to the ground-state vibrations as be — b 4+ d and define bg = b
The parameter d is the dimensionless displacement between the minima of the
ground and excited state PESs, which is related to the Huang-Rhys factor
[92, 93, 223, 224, 293], S, as S = d?, and is a measure of the coupling between the
molecular vibration and the excitonic transition.

The Hamiltonian of the r-SERS system, Héfﬁ, using the rotating wave

approximation, can be thus expressed as [288, 293-295]:

ﬁéfﬁ = ﬁpl + ﬁmol + ﬁpump + -lefc; (717)

with

Huot =[Ee — Egl676
+ BT + God) (b + 6ed), (7.18)
Hy o =hgaét + hg*ale

with Hy and Hyump as defined in Eq.(7.4). Here the operator 6 = |g)(e|
(67 = |e){(g|) is the lowering (raising) operator of the TLS, with 6, = 676 the
TLS number operator. The interaction of the localized plasmon excitation and
the molecular electronic levels is mediated by the coupling constant g.
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The level diagram describing the r-SERS Hamiltonian HX [Eq. (7.17)] is
sketched in Fig. 7.2 (b). Strikingly, both the off-resonant Hamiltonian, ]EIbom, and
the molecular Hamiltonian in r-SERS, f]mol, can be represented as a series of
mutually displaced harmonic vibrational PESs. The electronic states in r-SERS
thus play the role of the plasmon number states in the off-resonant case, an analogy
which can be identified from the comparison of the Hamiltonians in Egs. (7.18)
and (7.7). In the limit of single-photon optomechanics [290, 291, 296], where the
plasmon Hilbert space is spanned by the vacuum state and the singly excited state,
the molecular Hamitonian ﬁmol and flbom become formally identical. However,
as we detail later, if the incident laser is strong, the non-linear character of the
excitonic TLS Hamiltonian [Eq. (7.18)] leads to novel physical phenomena which
cannot be achieved in the off-resonant SERS situation [Eq. (7.7)].

Finally, as in the off-resonant case, we can introduce incoherent processes into
the dynamics of the cavity and molecule excitations via the Lindblad terms. On
top of the terms introduced in Egs. (7.8)-(7.10), we consider the decay of the
molecule’s electronic excitation via

27715 = & (2051 = {615.5}) . (7.19)
where 7, is the electronic decay rate.

Assuming that the cavity interacts with the molecular electronic transition in
the weak-coupling regime, we further include into the model the pure dephasing of
the molecular electronic excitations in the form of a Lindblad term [94, 182, 297],
as:

~ Y A S .
L71(p) = = (262461 — {616,0}) (7.20)

with 6, = 676 — 66T.

7.2 r-SERS in the plasmon-exciton weak coupling
regime

As already discussed in Section5.1.3, the decay of state-of-the-art plasmonic
cavities 7, is ultimately limited by the material properties of the metal [174—
178]. In plasmonic systems commonly reaches small quality factors, Q = wc/7a,
in the range of @ ~ 1 — 20. As an example of a representative generic plasmonic
resonator, we consider in this chapter a plasmonic cavity of energy hw. = 2eV
and broadening fiy, = 500meV. Such parameters can represent, for instance, the
leaky gap mode formed between a tip of a scanning tunnelling microscope and a
metallic substrate, often used for single-molecule spectroscopy [165-167, 169, 170],
and regarded as an example of a low-@) plasmonic cavity.

On the other hand, a typical decay rate of molecular excitations decoupled from
the plasmonic cavity is usually much smaller than that of plasmons (as small as
fyy ~ 1072 meV < 7,). The line width of the molecular resonance is thus mostly
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limited by the pure dephasing -y, which strongly scales with temperature and is
highly dependent on the environment surrounding the molecule (see Chapter 6 for
a study of this aspect in molecular fluorescence). It is thus possible to engineer
the conditions (low temperature vacuum experiment) under which pure dephasing
becomes small and the line width of the molecular electronic excitation decreases
below < 10meV and may even be limited only by the spontaneous decay. In
this chapter we thus describe the molecule using the parameters F, — F; = 2¢€V,
hrye = 0.02meV and vary the value of the molecule’s pure dephasing 7.

We consider the bad cavity limit (or weak coupling if 74 > g¢) where the
plasmon-exciton coupling ¢ is small compared to the plasmonic losses 7y, but
large with respect to the intrinsic decay v, (7o < g < 74). In particular, in this
chapter we use two different values of relatively large coupling strengths between
the plasmon and the molecular TLS (fig =13 meV and fig =50 meV), although still
small enough to be in the bad cavity limit [57, 186]. These two selected values allow
us to explore different regimes of plasmon-assisted interaction between molecular
excitons and vibrations, as we detail below.

In the bad cavity limit, the parameter determining the regime of the off-
resonant optomechanical coupling, don,, and that defining the exciton-vibration
coupling, d, in the resonant model, formally describe the same physical phenomena
under weak-illumination conditions. In off-resonant SERS, the condition |dom 2| >
~a/2 sets the so-called optomechanical strong coupling when the optomechanical
non-linearity —Qd? a'a becomes relevant and the system thus becomes interesting

for quantum applications. It has been estimated that do, ~ 107! in most
molecular species [277].

On the other hand, in r-SERS, for relevant dye molecules with electronic
excitations in the visible, d ranges from d ~ 107! for rigid molecules (such as
porphyrines [298]) up to values of d ~ 1 for soft organic molecules [224, 299]. r-
SERS might thus offer relatively high optomechanical coupling strengths even for a
single organic molecule. Moreover, for small molecular dephasing, the broadening
of the excitonic resonance, y:°" ~ 7, + 74 + Iesr, containing the effects of pure
dephasing but also other broadening mechanisms such as the Purcell effect due to
the coupling to the plasmon (Teg), becomes much smaller than the plasmon line
width (v2°*/2 < ~v,/2) and r-SERS may open the possibility to achieve large
optomechanical coupling compared to the relevant line width: [dQ| > ~i°t/2
(strong optomechanical coupling).

In the following we describe the inelastic emission spectra and vibrational
pumping in r-SERS for (i) the linear response regime (relatively weak laser
illumination) and (ii) strong laser illumination where the molecular levels are
dressed by the intense laser field and form a qualitatively new set of light-matter
states.
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7.2. r-SERS in the plasmon-exciton weak coupling regime

7.2.1 Photon emission spectra in the linear regime of
r-SERS

We first discuss the spectral response and the physics of hybrid-optomechanical
vibrational pumping in r-SERS systems in the limit of weak incident laser
intensities, for which the system can be treated within the linear-response theory
(further denoted as weak illumination).

For convenience, we define the detuning parameters A = w. — wp, and
0 = weg — wr, (with the exciton frequency wes = [Fe — Eg]/h) and define
the coherent amplitude of the plasmon annihilation operator induced by the
incident monochromatic illumination ag = ﬁfa/? We perform a similar set of
transformations as performed for off-resonant SERS in Section 7.1.1. The solution
of the dynamics of the hybrid optomechanical Hamiltonian and the respective
Lindblad terms with the parameters described above allow for calculating the
emission spectrum in such a system from the quantum regression theorem (QRT):

se(w) = 2Re /O @t (0)a(r)))es €47 d 7.

As before, we remove the elastic scattering contribution from the spectrum.

To illustrate the emission properties of typical molecules we plot in Fig. 7.3 (a)
the inelastic spectra in a r-SERS system [normalized to se(weg) and vertically
shifted|, calculated for weak illumination, A€ = 0.01 meV, of a monochromatic laser
of frequency fwy, = 1.975eV (green dashed line) and exciton-plasmon coupling
hg = 13meV. The excitonic energy is fiweg = 2eV. We calculate the spectra for
two large values of d = 1, 0.5 (top spectra) representing soft organic molecules and
for a small value of d = 0.1 corresponding to a rigid molecule (two bottom spectra).
We choose Ay = 20meV for the three top spectra to demonstrate the effect of pure
dephasing on the emission of molecules interacting with a decoherence-inducing
environment. In the bottom spectrum no dephasing is considered, Ay = 0eV.

The bottom spectrum in Fig. 7.3 (a), calculated for weak exciton-vibration
coupling, d = 0.1, and considering an absence of pure dephasing (fiyy = 0meV),
features two sharp emission peaks. The fluorescence peak appears at frequency
w = weg regardless of the incident laser frequency. The second peak, appearing
at w = wr — €1, is the Raman-Stokes emission line. The anti-Stokes line is
not visible because the vibrations are not populated for T = 0K. The Raman
(SERS) line always appears at a constant detuning from the laser frequency
which facilitates its identification in the spectrum. When the pure dephasing
is increased, the fluorescence line starts to broaden and increase in intensity [note
that the spectra are normalized in Fig.7.3(a)]. The SERS emission becomes
hardly distinguishable on top of the strong fluorescence background for d = 0.1.
As d increases, the fluorescence background becomes asymmetrical and broadens
towards lower energies due to radiative transitions allowed by a simultaneous
exchange of energy between electronic and vibrational states (hot luminescence).
This so-called vibrational progression of the luminescence spectrum thus consists
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Figure 7.3: Inelastic emission spectra and vibrational populations of a r-SERS process
where the molecular exciton is weakly coupled to the plasmon. (a) Normalized inelastic
emission spectra se(w)/se(weg) for different values of pure dephasing v, (for the three
top spectra hiy, = 20meV, for the bottom spectrum Ay, = O0meV) and dimensionless
displacement d (from the top: d =1, 0.5, 0.1, 0.1). The blue dash-dotted line indicates
the position of weg and the green dashed line marks the excitation frequency wr,. The
spectra are vertically shifted for clarity. The vibrational frequency is i) = 50meV.
(b) Inelastic emission spectra as a function of detuning & = weg — wi, of the incident
laser frequency wi, from the exciton frequency weg. The white dashed line marks the
laser frequency in each emission spectrum. In (a,b) ig = 13meV. (c¢) Population of
the vibrational mode in the ground electronic state calculated numerically, (54b7b)ss
(black line), and an effective incoherent vibrational population calculated analytically,
(b™h)ss.in (red dashed line), as a function of laser detuning & for illumination amplitude
hE = 0.01meV and different values of plasmon-exciton coupling g. In the left panel
hg = 13 meV, and the molecule effective broadening I'esr due to the Purcell effect is similar
to the line-width of the vibrational Raman lines ;. In the right panel hg = 50 meV, a
larger value of plasmon-exciton coupling that ensures I'eg > 5.

of a series of broad peaks, each peak positioned at frequency weg — nf2 (with n a
positive integer), with its amplitude determined by the overlap of the vibrational
wave functions in the electronic ground and excited states, respectively (Franck-
Condon factors) [92, 93, 290, 291, 296]. The Raman-Stokes lines appear on top of
the fluorescence peaks at frequencies wy, — nf2. The strength of the Raman lines is
determined from a combination of the Franck-Condon overlaps, as in the case of
the hot luminescence, and is further enhanced due to the proximity of the molecular
electronic resonance that (i) enhances the interaction of the incident laser with the
molecular transition and (ii) boosts the efficiency of the Raman-Stokes emission.
The Raman peaks are also notably narrower than the fluorescence peaks when
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dephasing is large (Avyy = 20 meV), which facilitates their identification on top of
the broad and intense fluorescence background.

The difference between the physical origin of the r-SERS lines and the
fluorescence lines becomes clearer if we plot the emission spectra as a function of
the laser detuning from the exciton frequency, 0 = weg —wr,. The emission spectra
are shown in Fig. 7.3 (b) for a rigid molecule (d = 0.1) with no dephasing, similar
to the bottom spectrum in Fig.7.3(a). The molecule is pumped by an incident
laser of amplitude A€ =1 x 1072 meV and we consider a smaller exciton-plasmon
coupling, ig = 13 meV. The incident laser frequency is marked in the spectra as
a white dashed line diagonally crossing the color plot. The color plot with the
spectra shows both the Raman-Stokes peaks that appear red-detuned from the
incident-laser frequency wr, by n{) (diagonal bright lines), and the fluorescence
peaks emerging at the energy of the excitonic transition regardless of ¢ (vertical
bright lines).

Furthermore, the emission shown in Fig. 7.3 (b) is enhanced when 0 = 0eV
or hd = —h) = —50meV at the frequency of the first-order Raman-Stokes line,
w = wr, — . When the laser frequency is tuned to the molecular exciton (with
hé = 0eV), the incident laser coherently (coherent population n<® = |(5)ss|?)

g

and incoherently (incoherent population nin®h = (576)gs —[(5)ss|?) populates the

electronic excited state. Thereafter, the molecule efficiently emits both the Raman-
Stokes (o< n¢°") and the hot luminescence (o< ni°") photons at w = weg — 2. On
the other hand, when id = —h{2 = —50meV, the spectral position of the Raman-
Stokes line coincides with the resonance frequency of the molecular exciton. In
this case, the molecular fluorescence, now spectrally coinciding with the Raman-
Stokes line, is suppressed as the molecule is not pumped resonantly. The off-
resonance illumination does not efficiently populate the excited electronic state in
this case and the emission peak appears mainly due to the SERS mechanism.
Both mechanisms of SERS enhancement are closely related to the process of
optomechanical vibrational pumping, as described for the off-resonant case [277—
280).

Finally we remark that the spectral map in Fig.7.3(b) also features lines
appearing due to higher-order Raman scattering and hot luminescence. These
lines show much lower intensity than the lines of lower orders discussed above, but
they exhibit the same mechanism of emission enhancement, as it is apparent from
the spectral map.

7.2.2 Optomechanical vibrational pumping in the linear
regime

Numerical calculations

Inasmuch as the emission of Raman-Stokes photons is accompanied by the creation
of a vibrational quantum, the enhanced Raman-Stokes emission can be monitored
through the steady-state vibrational population of the electronic ground state
<&gBT3>Ss (6¢ = |g)(g|). To elucidate the role of Raman-Stokes scattering in the

145



Chapter 7. Optomechanical approach to r-SERS

process of vibrational pumping of r-SERS, we plot in Fig. 7.3 (c) the vibrational
population of the electronic ground state as a function of incident laser detuning
for two values of plasmon-exciton coupling (black lines). The panel to the left
corresponds to hg = hy/V7V./6 =~ 13meV, for which the broadening of the
electronic resonance due to the plasmonic Purcell effect I'og (see also Section 5.1.1),

9*%a
RS

becomes comparable to the broadening of the vibrational line, 73, and in the panel
to the right we use ig = 50 meV, ensuring that Teg > 73 (with Teg = 20meV).
In the calculations we set A& = 0.01meV to make sure that we stay in the
linear regime. The numerically calculated values of (54b'b)ss (black lines) are
qualitatively similar in both cases. A set of peaks are clearly observed which
correspond to the enhancement of the Raman-Stokes emission for detunings of
hé = 06V, hd = —hQ = —50meV, and higher orders (§ = —nQ, n > 1),
respectively. The effect of a larger plasmon-exciton coupling g (right panel) is
to broaden the peaks and to smear off the maxima of the populations associated
with the enhancement of higher-order Raman-Stokes emission (6 = —n€, n > 1).

Feﬂ‘ ~

(7.21)

Analytical approximation

To shed light on the mechanism of the vibrational pumping in r-SERS, we
derive the effective vibrational dynamics which results from the elimination of
the plasmon and the TLS dynamics, following standard methods from the theory
of open quantum systems [94], in close analogy with the procedure developed
in hybrid quantum optomechanics [295]. Upon elimination of the plasmon, the
effective reduced TLS-vibrational Hamiltonian, ﬁred, becomes

~ 1 ~ ~
H.eq = hé6te — heEpids + hQUbY + God) (b4 God), (7.22)

where &, = —2gag (with ag = ﬁ) is the coherent coupling of the molecule
mediated by the plasmon, &, is the Pauli  operator and 6, = 676. Moreover,
in the bad cavity limit, the molecular excitonic TLS is effectively broadened due
to the plasmon via the Purcell effect. The total TLS decay rate thus becomes
Yo = Ttot = Tt + Yo

By further eliminating the TLS from the vibrational dynamics, by assuming
|[dQ)| < T'or, we obtain an effective vibrational Hamiltonian that includes the
coherent pumping due to the TLS excited-state population

HEd = hObTD 4 hd2(6¢)ss (bY + b), (7.23)

together with the effective incoherent damping I'd*® and pumping TPU™P rates,
which need to be added to the intrinsic vibrational dissipation rate (described by
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the original Lindblad term) via new Lindblad terms:

T b O e T
210 == (prb —{b b,p}) (7.24)
for the effective damping, and
pump - TPUMP
27" ) = =5 (2prb— {bbT, p}) (7.25)

for the effective pumping. These rates are defined as T'9°¢ = 2 (Qd)* Re{S5(€)} and
reume — 2 (Qd)? Re{S(—Q)}, respectively, where Re{-} indicates the real part, and

S(s) = /()m(<6e(r)&e(0)>>ei”dr (7.26)

is the spectral function corresponding to the one-sided Fourier transform of the
correlation function of the TLS for a generic frequency s, calculated for the
TLS decoupled from the vibrations (details about the analytical calculation of
S (s) are provided in Appendix F). Finally, the incoherent steady-state vibrational
population, (Bfl;}ss,in , induced by the effective pumping of the vibrations via the
TLS becomes in this approximation:

. Fgump
<b b>SS,in = o+ [dec _ FEzump

Tpump _
~ x Re{S(—)}, (7.27)
Mo

where the last approximation assumes that under weak pumping v, > T'de¢ —
reeme - We note that in the linear regime (IA)TB)SSJH ~ (%i)ﬁ))ss’in which allows
for direct comparison of the vibrational population calculated numerically and the
one obtained analytically. From Eq. (7.27) it follows that the behavior of the
spectral function S(—;8) as a function of the incident laser frequency (i.e. &)
determines the conditions for which the vibrational pumping occurs. In the linear
regime we can simplify the expression for Re{S(—Q)}, in exact analogy with the

off-resonant model [277-280]:
Re(S(-)} = Re{ [~ (Gau(a o)) rar |
~I@)ssPre{ [ (or)s @e @ =mar |

~ €l Lot/ (7.28)
4(0% + (Tor/2)?) (0+ Q)% + (Tiot/2)* '
ngh Svi%coh
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The two terms,
Seon = [(6)ss/? (7.29)

and
SE ~Re { /0 OC((&(T)&T(0)>)e_i(Q_WL)TdT} 7 (7.30)

can then be interpreted as the efficiency of the coherent driving (S&h resonant
at § = 0) and the efficiency of the spontaneous Stokes-Raman emission (SE_ .
resonant at § = —(Q), respectively.

The effective vibrational dynamics and its steady-state values derived in this
section are an accurate approximation to the exact problem only if the decay
rate, I'yoy, of the dressed TLS is significantly larger than the intrinsic vibrational
decay rate v, and the exciton-vibration coupling is weak (moderate values of d).
Some experimental situations in molecular spectroscopy might not satisfy these
conditions. In such a case it is necessary to adopt a numerical treatment to obtain
accurate results. Nevertheless, the properties of the TLS spectral function reveal
the origin of the vibrational population associated with the pumping even beyond
the limits of validity of the analytical-model.

We plot the analytical result for the evolution of the vibrational populations
(b'b)gsin as a function of detuning § as a red dotted line in Fig.7.3(c).
These analytical vibrational populations share with their numerically calculated
counterparts (black lines) the same dominant peaks, i.e. peaks appearing for zero
laser detuning from the exciton frequency, § = 0, and for detuning 6 = —€2, when
the frequency of the first-order Raman-Stokes line coincides with the excitonic
frequency. These two values of the laser detuning also lead to an enhancement
of the Raman-Stokes emission [Fig. 7.3 (b)], i.e. creation of cavity photons, which
gives rise to the optomechanical vibrational pumping.

Although the analytical model nicely describes the main features of the fully
numerically calculated vibrational populations, it cannot explain the presence
of the weaker higher-order peaks. This is due to the Markov approximation
leading to (7.23), (7.24) and (7.25) which treats the exciton-vibration interaction
perturbatively. In the full model, the vibrational pumping mechanism is present
even for the vibrational transitions responsible for higher-order Raman scattering
and hot luminescence. Moreover, in the case that hg = 13meV, the analytical
model overestimates the vibrational populations induced by the optomechanical
amplification for Ad = —A) = —50meV, since the effective broadening of the TLS,
I'tot = Legr + 7o, is similar to the vibrational broadening ~;,, and the Markov
approximation becomes less accurate in such situations. For hg = 50 meV, the
effective broadening I'tot > 7» and the analytical model describes the low-order
features of the vibrational populations accurately.
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Figure 7.4: (a,b) Photon emission spectra of a plasmon coupled to molecular electronic
and vibrational excitations as a function of incident laser amplitude &, for d = 0.1.
The molecule is coupled to the plasmonic cavity with (a) fig = 50 meV and (b)
hg = h\/V7a/6 = 13 meV. The inset in (b) shows a detail of the peak splitting due
to the hybridization of the Mollow triplet side peak and the Raman line. (c,d) Cuts
of the spectral map shown in (a,b) along the white dashed lines, corresponding to (c)
hE = 125 meV and (d) h€ = 480 meV. The red lines indicate the position of the elastic
Rayleigh peak, not included in the emission spectra.

7.2.3 Photon emission spectra for strong laser intensities

Let us explore in the following the regime where the system is illuminated by a
strong power incident laser, which induces the non-linear response of the molecule,
and thus requires a treatment beyond the standard optomechanical description.
The influence of the incident laser amplitude £ is shown in Fig. 7.4 (a,b), where
color maps of the emission spectra are displayed as a function of £. The incident
laser frequency is tuned to the TLS electronic transition, and we consider the
results for d = 0.1, which show the well-known Mollow triplet, a spectral structure
resulting from the resonance fluorescence (RF) of the dressed TLS [284, 285, 300—
303]. The Mollow triplet consists of a strong emission line centered at the incident
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laser frequency and two side spectral peaks of similar spectral width that shift
away as the laser intensity is increased [Figs. 7.4 (a) and (b)]. At a specific pumping
amplitude & [white dashed lines in Fig. 7.4 (a) and (b)], the detuning of the Mollow
triplet side peaks matches the vibrational frequency £+ of the molecule and thus
coherent effects emerge due to the interaction between the electronic RF and the
vibrational Raman scattering. The visibility and nature of these effects depends
on the width of the lines, which is dominated by the Purcell effect and hence
on the coupling g. We thus consider again the two representative situations
of interaction analysed in this chapter: (i) hg = 50 meV, where the electronic
peak is spectrally broader than the vibrational line, as the Purcell factor strongly
broadens the former [Figs. 7.4 (a), (¢)], and (ii) hg = 13 meV, a situation where
the broadening of the electronic peaks is approximately equal to the vibrational
broadening [Figs. 7.4 (b), (d)].

For clarity, the emission spectra for the selected values of £ that provide the
matching (A€ =125 meV for fig =50 meV, and A€ =480 meV for fig ~ 13 meV)
are shown in Fig. 7.4 (c) and (d), respectively. When the RF peak is much broader
than the width of the Raman line [Fig.7.4(c)|, the interference results in small
but sharp features that might be detectable in experimental spectra and remind
of Fano-resonances[132]. On the other hand, when the linewidth of the RF is
similar to the linewidth of the Raman lines, the two spectral lines exhibit a
clear anticrossing [inset in Fig. 7.4 (b)] that results in a splitting of the spectral
features of each branch of the Mollow triplet [Fig. 7.4 (d)]. This splitting occurs
as a result of the strong coupling between the molecule’s electronic (TLS) and its
vibrational degrees of freedom [288], as predicted in the context of light emission
from semiconductor quantum dots [304].

The onset of strong coupling between the electronic and vibrational degrees of
freedom, and thus the clear line splitting, can be understood with the help of a
simplified Hamiltonian of the system. This Hamiltonian is a result of an effective
elimination of the plasmon cavity from the original Hamiltonian. Disregarding the
vibrational part in (7.22), the simplified Hamiltonian Hrrg becomes

A 1 1 1

Here &, = —2gas o £ again corresponds to the amplitude of the plasmon-
enhanced electric field. The Hamiltonian in Eq.(7.31) can be diagonalized by
a unitary transformation that rotates the TLS Pauli matrices in the x — z plane,
(64, 6. — 6L, 60):

o, &
~ ~ pl ~/
0, = o, + )
AtLs © 0 Ates ¢
. Epl . o
Gp = ——2—6" + ;

z
ATLS ATLS

Under those operations, the simplified Hamiltonian describes the dynamics of an
effective electronic TLS dressed by the incident coherent illumination with an

150
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effective frequency Arrs = (€3 +62)1/2. According to this simplified Hamiltonian,
the effective electronic frequency Arps can be tuned by either changing the
intensity of the incident laser (i.e. &y o &) or by detuning the incident laser
frequency 6. This dressed TLS interacts with the molecular vibrations via the
resonant Rabi interaction term [288]

&' (bt +b)

1 - A 1 &
-+ ~ t = pl
hQQdaz(b +b) — hQQd)\ "

Rabi term

+ residual polaronic coupling, (7.32)

which becomes resonant if Aty ~ 2, the condition for the Mollow side peaks to
coincide with the spectral position of the SERS lines.

On top of the effect of dressing the molecular levels, the plasmonic cavity
increases the effective damping rate I'eg of the TLS by means of the Purcell effect
(causing the broad peaks of the Mollow triplet). The condition to reach strong
coupling in this situation can be derived by relating the decay rate of the molecular
vibration and that of the dressed electronic transition with the exciton-vibration
coupling strength:

bl > 3T 40t /4 — /2. (7.33)

g

Qd
TL

This condition is at the origin of the strong coupling observed in the peaks of
Fig. 7.4 (d) (hg = 13meV), but it is not reached in the case presented in Fig. 7.4 (c)
(hg = 50 meV) where Fano-type features appear as a sign of weak coupling. When
the strong-coupling between the vibrational Raman emission and the resonance
fluorescence is reached, the peak-splitting in the emission spectra in Fig. 7.4 (d) can
be also interpreted using the dressed-(atom)molecule picture originally introduced
by Cohen-Tanoudji [305, 306]. The dressed-atom picture allows for interpreting
the splitting of the Raman and resonance-fluorescence in terms of the coherent
interaction among molecular vibronic states, induced by the incident coherent
laser illumination. This approach shows that the final emission peaks emerge from
a coherent combination of both the resonance fluorescence-type transitions and
the Raman-type transitions, making the two mechanisms inseparably connected.
We elaborate on the dressed-molecule picture in the following section assuming
small d, and provide a more general result allowing large d after that.

Small vibrational displacement d: dressed-molecule picture

The regime where the linewidth of the resonance fluorescence peaks is comparable
to the width of the Raman peaks is a limiting case of Raman scattering in
intense fields that has been studied in the context of atomic physics [305-308].
To understand the splitting of the lines that appear when the Mollow triplet side
peaks have the frequency of the Raman lines, it is useful to rewrite the Hamiltonian
into a form where the coupling among vibrational states is explicitly present.
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This Hamiltonian can be derived from the original Hamiltonian H oos appearing
in Eq.(7.17) by applying the so called small polaron transformation HEES —
H = U, H!U! | which is represented by the unitary matrix in the form of

o)
a displacement operator Uge = exp {d&e(iff — l;)} This transformation has two

effects on the Hamiltonian [defined in Eq.(7.17)]. First, the vibrational term in
H,, o1 transforms as:

Rt + Ged) (b + Ged) — BQ'D (7.34)

and the pumping term of the TLS given by I:Ipump acquires an additional factor
that includes the vibrational operators (which yield the well known Franck-Condon
factors):

S P S
hgasé! + H.c. — higagst exp [d(bT - b)} +He. = —hoT exp [d(bT - b)} +He
(7.35)

We assume that the influence of the plasmon (given by Hy; and Hp_. in Eq. (7.17))
is effectively included in the effect of enhancement of the incident laser field as.
Furthermore we consider only the case where the splitting of the fluorescence
and Raman spectral peaks is larger than their broadening (the so called secular
limit). In such a case, the incoherent broadening does not influence the peaks
positions and, therefore, in the following we consider that the system can be
described only by the the simplified Hermitian Hamiltonian (we do not consider
the Lindblad terms as we are mainly interested in the nature of the transitions).
We further assume weak electron-phonon coupling in the molecule and expand
the exponential terms containing the vibrational operators to the first order:
exp {j:d(fff — f))} ~ I +d(bt —b). Last, we reduce the system comprising the
vibrations and the TLS into an effective four level system that consists of the
ground and excited electronic states considering zero or one vibrational excitation
for each electronic state. The diagram of the resulting effective system is drawn
in Fig.7.5 (a) and (b). By diagonalizing this 4 x 4 Hamiltonian we achieve a new
level structure of the system that, in the dressed-molecule picture, provides the
positions of the emission peaks (for detailed discussion of the dressed-molecule
(atom) picture see e.g. chapter 10 of reference [97]). Below we briefly describe this
procedure that will help understanding the origin of the features observed in the
emission spectrum.

In the dressed-molecule picture we consider the simplified Hamiltonian, which
can be formally defined in the basis of states [|g, N, 0), |e, N'—1,0), |g, NV, 1), |e, N —
1,1)], with e (g) labeling the electronic excited (ground) state, N labeling the
photon number state of the exciting field and 0 (1) labeling the number of
vibrational excitations, respectively. The exciting field is not quantized explicitly
in the original Hamiltonian [Eq.(7.17)] where it is represented by the plasmon
coherent-state amplitude ag. Without loss of generality, we assume that the
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b)

Figure 7.5: (a,b) Schematic representation of the energies of the simplified model of a
TLS molecule with one vibrational excited state. In (b) the interaction terms of the
simplified Hamiltonian, ﬁ;ﬁﬁs, obtained after applying the small polaron transformation,
are graphically depicted.

exciting field is a highly populated bosonic field which peaks sharply around a
(mean) occupation number N yielding ag = \/ﬁ gpL—1, with gpr,_1, formally
defined as a small coupling constant (such that A7 > 1) between the equivalent
exciting field and the molecule. Note that the formal definition of the exciting
field is not important for the following discussion as by introducing the quantized
exciting field we only aim at mimicking the action of the semi-classical pumping
term. However, the number states |[A') of the exciting field are advantageous to
discuss the dressing of the molecular excited states in terms of the hybridization
of the quantum-mechanical states.

We further define the total number of excitations as n = N + §;,, with
it = e, g and d;; the Kronecker delta. We consider that the electronic levels,
carrying the fine vibrational structure, are dressed by the strong laser illumination.
The Hamiltonian is expressed in the interaction picture of the incident laser
field which is exactly tuned to the electronic transition, id = 0 eV. In the
basis [|g, N, 0), |e, N — 1,0),|g,N, 1), |e, ' — 1,1)] the Hamiltonian, H.*®*, can be
represented by a matrix:

0 —&p1/2 0 —d&pi/2
s o | —Ea/2 0 dEn/2 0
How R0 07 gen2 Qg2 (7.36)
“dEy/2 0 —En2 Q

For vanishing electron-phonon coupling, d = 0, the Hamiltonian in Eq. (7.36)
reduces to the form describing a pair of TLSs dressed by the incident laser
illumination. ~ The process of dressing (i.e. diagonalization of the above
Hamiltonian with d = 0) can be viewed as a mixing of the electronic states with the
high number states of the exciting laser field, giving rise to the basis of hybridized
states [|n—,0), |n4,0),|n_, 1), |nt,1)] where the first quantum number, n, labels
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Figure 7.6: Energy level diagram in the dressed-molecule picture where the level structure
of the effective four-level system describing the molecule is repeated for each manifold
containing n excitation quanta: (a) a situation where no electron-phonon interaction is
present (d = 0), and (b) a situation where all the interactions are present [\; are defined
in Eq. (7.38)]. In (a) we further mark the transitions that give rise to Mollow triplet by
coloured arrows (connecting only m = 0 states, for simplicity), and use the colour code
to assign the transitions to the respective emission peaks in the spectrum below. The
coloured lines in (b) represent all possible transitions that can contribute to the emission
spectrum [shown in Fig. 7.7 (a)].

the total number of electronic plus laser excitations, and the second quantum
number, m, belongs to the vibrational states [see Fig.7.6 (a) for schematics of
the corresponding energy levels|. The hybrid states are defined as |ny,m) =
(|g, N, m) % |e,N' — 1,m))/+/2 with + labelling the state with higher energy. In
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the new basis of such dressed states, we can represent the Hamiltonian as:

Ep/2 0 0 0
'res,dr 0 - pl/2 0 0
Ho W0 0 Q+Epn/2 0
0 0 0 Q—En/2
0 0 0 —dé&p /2
B 0 0 —dEp1/2 0
L R o |+ (3D
—d& /2 0 0 0

For d = 0, the splitting of the states |ny) for the TLS in each vibrational
manifold is |2gag| = |Ep|. The two vibrational manifolds are mutually shifted
by the vibrational frequency 2 along the energy axis. In the absence of electron-
phonon coupling d, the resonance fluorescence emission (dominating in this case
the inelastic emission) is given purely by the transitions within the individual
vibrational manifolds and it changes the total number of excitations, n, by
one. In particular, the central Mollow peak is given by transitions between
[(n +1)4,0(1)) = |n4,0(1)) and |(n + 1)—,0(1)) — |n—,0(1)), while the side
peaks contain transitions |(n + 1)_,0(1)) — |n4,0(1)) (red detuned) and |(n +
1)4+,0(1)) — |n—,0(1)) (blue detuned), respectively. The respective transitions
and their corresponding emission peaks (the Mollow triplet) are schematically
marked in Fig.7.6 (a). In Fig.7.6 (a) the colours of the spectral emission peaks
correspond to the colour of the respective arrows marking the transitions.

If we switch on the electron-phonon interaction d, a mixing between the levels
belonging to the two vibrational manifolds is introduced, simultaneously allowing
additional transitions yielding the Raman emission (i.e. changing the vibrational
manifolds). The details of the level mixing and the subsequent emission spectra
depend on the particular choice of pumping strength, &£, in combination with
the value of the electron-phonon coupling, d. In the following we consider a
particular case where the Mollow triplet side peaks overlap with the Raman lines
with the laser frequency exactly tuned to the TLS energy splitting (5d = 0 eV and
|€p1| = 2). Upon diagonalization, the Hamiltonian in Eq. (7.36) [Eq. (7.37)] yields
the following spectrum of energy levels:

1
A= —5d-1),

Ay = %(d+ o,

2 (7.38)
)\3:_% (\/d2—|—4—1)§2z—% (1+i>ﬂ,
1 1 d?
— 2 ~ — __
)\4_2<\/d +4+1>Q~2 <3+ 4)9,

where we used the assumption that d < 1 to perform the Taylor expansion of
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Figure 7.7: Particular example of an emission spectrum of a TLS in a plasmonic resonator
obtained from the full model [Eq. (7.17)] using (a) two and (b) seven vibrational levels
(converged spectrum) in both the ground and the excited electronic states. The spectrum
is calculated for d = 0.1, i) = 50 meV, kg ~ 13 meV, A€ = 480 meV, hy, = 2 x 107°
eV, hyy, =2 meV, iy, = 500 meV, hd = 0 eV, hA = 0 eV and temperature T' = 0 K. The
colored lines represent the different transitions graphically depicted in Fig. 7.6 (b) using
the same color code.

the square root up to the first order. The states having energy Ay are a coherent
admixture of states containing zero and one vibrational excitation |n_,1) and
|n4,0), as discussed above, and the states of energy A3 4 can be identified (up
to small o(d) admixtures of other states) with |n_,0) and |ny, 1) whose energy is
renormalized due to the off-resonant electron-phonon coupling. This level structure
of the molecule does not explicitly contain the quantized electromagnetic field of
the incident laser. However, in the dressed-molecule picture the molecular level
structure [Eq. (7.38)] is periodically repeated for each manifold represented by a
specific number of excitations, n, and thus appears repeated along the energy axis
displaced by integer values of the laser frequency wy,, as schematically illustrated
in Fig. 7.6 (b). In this picture, the emission events are represented by transitions
between manifolds that differ by one excitation quantum of the electronic and
effective photonic states, i.e. transitions between the manifolds containing n and
n + 1 excitation quanta [represented by colored lines in Fig. 7.6 (b)].

The dressed-molecule picture above nicely allows us to identify the spectral
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peaks which appear in the complex photon emission spectra obtained from
the numerical calculation of the complete Hamiltonian in Eq.(7.17) with its
corresponding Lindblad terms. Figure7.7 (a) shows such a situation where two
vibrational levels corresponding to the ground vibrational state and the first
excited vibrational state are considered. Nine main frequencies [coloured lines
in Fig.7.7 (a)] are identified in the spectrum which nicely coincide with the nine
transitions marked in the energy diagram of Fig.7.6 (b) (vertical lines marking
Ai — Aj, where i,j € {+,—,3,4}). For comparison, we show in Fig7.7(b) the
results obtained using a sufficiently large number of vibrations to achieve results
converged with respect to the size of the vibrational subspace. In this case,
more spectral features appear [we observe higher order transitions and further
peak splitting when compared with Fig. 7.7 (a)]. Nonetheless, the simple model
introduced in this section still explains very well the spectral positions of the
strongest peaks.

Large vibrational displacement d

We have so far used a moderate value of the displacement, d = 0.1, however, in
realistic molecules significant exciton-vibration coupling can lead to larger values
of d. Although the dressed-molecule picture developed in the previous section can
be generalized for arbitrary displacement d, it becomes excessively complicated
when d becomes large and we therefore opt for describing the situation with help
of full numerical calculation. In Fig.7.8 we show the evolution of the emission
spectra with d [as schematically shown in Fig. 7.8 (a)] for the same two values of
the plasmon-TLS coupling considered up to now, i.e. fig = 50 meV [Fig. 7.8 (b)]
and hg ~ 13 meV [Fig. 7.8 (¢)]. For all the values of d considered, the laser intensity
is chosen such that the RF lines match the position of the Raman lines. For small
values of d ~ 0.1, the RF profile follows the behavior described in Fig.7.4. As
d gradually increases, the spectra start exhibiting additional features due to the
increasing importance of higher-order vibronic transitions. When the RF line is
significantly broader than the Raman lines [Fig. 7.8 (b)], an increase of the coupling
d gradually changes the spectral dip located at the frequency of the Stokes emission
and the bump at the anti-Stokes emission [see Fig.7.4(c)] into positive Raman
peaks. Additional peaks appear for values of (w— wr,) that are multiple integers of
Q, together with a suppression of the broad background RF [top side of Fig. 7.8 (b)].
When the line width of the Mollow side peaks is similar to the width of the Raman
lines [Fig. 7.8 (c)], the splitting of the strongly coupled hybrid lines becomes larger
as d increases. For large values of d, all of the spectra in Figs. 7.8 (b,c) acquire a
complex structure due to the generally complicated coherent interaction between
the molecular vibrational and electronic degrees of freedom, with the emergence of
additional peaks originating from higher-order Raman and resonance-fluorescence
transitions.
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Figure 7.8: Emission spectra of a molecule for increasing value of coupling, d, as
schematically depicted in (a), keeping the conditions § = 0 eV, for (b) hg =50 meV
and A€ = 125 meV, (¢) hg =13 meV and A€ = 480 meV. As d is increased, the spectra
acquire a complicated form containing a number of RF and r-SERS peaks due to the
increasing importance of higher-order vibronic transitions.

7.2.4 Optomechanical vibrational pumping for strong laser
intensities

In this section, we extend the treatment of resonant SERS within the linear
response introduced previously to consider the case of strong incident illumination,
where non-linear effects become important. To that end we invoke the effective
vibrational Hamiltonian introduced in Eq. (7.23) together with the incoherent
damping T'dc = 2(Qd)>Re{S(?)} and pumping IP"™ = 2(Qd)* Re{S(—Q)}
rates in Egs. (7.24) and (7.25), respectively. As described in Section7.2.2, the
spectral function S(s) can be obtained from the effective dynamics of the TLS,
which is effectively broadened by the plasmon via the Purcell effect (more
details about the calculation of S(s) are given in Appendix F). This hierarchy of
approximations considered in this section is schematically depicted in Fig. 7.9 (a).
These effective rates are dependent on the spectral function S(s) of the reservoir
evaluated at frequencies €2 and —{2, respectively. Note that the analytical model
is limited to cases where the electron-vibration coupling €2d is smaller than
the effective broadening I'eg of the electronic resonance. We thus perform full
numerical calculations to obtain the results spanning the full range of model
parameters and use the analytical model for qualitative discussion.

The effective optomechanical decay and pumping rates are dependent on the
spectral function S(s) of the reservoir, hence the value of the spectral function S(s)
at frequencies 42 determines the strength of the effective vibrational pumping
(TPumP) or damping ('de¢). It is therefore possible to achieve different regimes of
interaction with the vibrations which range from pumping to damping by simply
modifying the illumination conditions (laser intensity and frequency detuning)
that provoke a variation of the shape of the spectral function. When the laser
intensity is large, the reservoir function S(s) reflects the structure of the TLS
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Figure 7.9: (a) Schematic depiction of the hierarchy considered in the theoretical model.
The plasmons serve as an effective reservoir and broaden the TLS via the Purcell
effect (Ieg). The broadened TLS then effectively influences the incoherent dynamics
of the vibrations via the effective vibrational pumping (I'?*™P) and damping (I'%°¢). (b)
Real part of the spectral function (calculated from the reduced Hamiltonian where the
plasmonic cavity is eliminated), Re{g (s)}, of the operator 6., for three different values
of detuning 16 = 0 eV (black line), 0.02 ¢V (red line) and -0.02 eV (blue line). A€ = 125
meV, and hg = 50 meV. (¢,d) Maps of vibrational population of a molecular vibration
(A2 = 50 meV) as a function of detuning from the effective TLS energy, 5, and of the
incident laser amplitude, &, for hg = 13 meV, with d = 0.1 (¢), d = 0.5 (d). The blue
lines in (d) indicate the condition Arrs = nQ with n integer (depicted only for § < 0).

dressed by the incident laser, and therefore it becomes qualitatively different from
the weak-illumination case.

In Fig. 7.9 (b) the spectral function, Re{S(s)}, for d = 0.1, h€ = 125 meV,
and hg = 50 meV, is shown to peak around the effective frequencies of the dressed
TLS (s = £ArLs). When the incident laser is detuned from the TLS transition
(5 40, with § = §+d?Q), an additional peak appears at around his = 0 eV and the
spectral function changes symmetry. For § > 0 (red detuning marked with a red
line) a regime of vibrational damping can be reached (Re{S(Q)} > Re{S(-Q)}),
whereas for 6 < 0 (blue detuning marked with a blue line) a regime of vibrational
pumping (Re{S(02)} < Re{S(—Q)}) is achieved. This effect is more pronounced
for a situation where S(+Q) corresponds to the maxima of S(s).

To illustrate the possibility to achieve a controlled excitation of molecular
vibrations on demand within this scheme of interactions, we numerically solve
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Chapter 7. Optomechanical approach to r-SERS

the full Hamiltonian of the system [Eq.(7.17)], and show in Figs. 7.9 (c,d) the
result of the steady-state vibrational population of the electronic ground state,
<&g373>, for an electron-plasmon coupling of hg =~ 13 meV and two different
values of the dimensionless displacement (d = 0.1 and d = 0.5). The map of
efficiency of vibrational pumping is non-trivially influenced by both the detuning
¢ of the incident laser frequency from the TLS transition frequency and by the
incident laser intensity (o< |£]?), so that the optimal laser intensity for the pumping
depends on the laser detuning 5. When the electron-vibration coupling is large
(d = 0.5), the population reaches multiple local maxima [Fig. 7.9 (d)]. In this
case, by adequately tuning the laser frequency one can efficiently excite Franck-
Condon transitions involving a change of more than one vibrational transition
(higher-order processes). As expected, the population maxima are found when
the spectral position of the side peaks of the electronic spectral function matches
the frequency of the higher order vibrational transitions (Arps ~ nf), with n an
integer), a condition traced by the blue lines in Fig. 7.9(d), and displayed only
for negative detuning 4.

7.2.5 Selective optomechanical vibrational pumping

The potential to control the activation of molecular vibrations shown in the
previous section can be exploited in the selective excitation of different vibrational
modes. Let us consider the coupling of a plasmonic system with a molecule
supporting two vibrations (labelled 1 and 2) at frequencies i€2; = 70 meV and
hQs = 100 meV, both coupled to independent reservoir modes (baths) with
hye, = By, = 2 meV, as schematically depicted in Fig.7.10 (a). We simplify the
description of the system and use the effective Hamiltonian where the plasmonic
degrees of freedom are eliminated:

T8 — 166, + h (b) + d166)(by + d16e)
o . 1 (7.39)
+ 1 (b + dade) (b + dade) + hi b

Where we have assumed that the vibrational modes are coupled to the TLS via a
polaronic coupling term (d; = do = 0.1), and do not consider the direct coupling
between the two vibrational modes. However, this model Hamiltonian naturally
couples the two vibrational modes indirectly via the electronic TLS of the molecule.
Our model thus partially accounts for thermalization effects, without considering
the effect of the surrounding environment that may further incoherently couple
the vibrational modes.

The resulting vibrational population of the electronic ground state, <&glA)}LIA)Z->, is
shown in Fig. 7.10 (b) as a function of the intensity and detuning of the incoming
laser. The color map depicting the population of the vibrational mode at frequency
), is displayed together with a dashed contour plot that shows the corresponding
results for the mode at 5. Each mode presents a clear maximum for adequate
illumination conditions. The maxima are shifted with respect to each other both

160



7.2. r-SERS in the plasmon-exciton weak coupling regime

T

2) b) 5,6h;

Mode 1: Ql, dy 1.2 ‘) gY 1)

- 1 > 4

1.0 A 0.08
> 7

( Reservoir 1 \% gi Mode 1 0.06
g |

< 0.04
Mode 2: Qg, do 0.4
0.2 0.02

( Reservoir 2

C 1
) 010 D 010

R — MO( el ) —0.05 eV
0 08 n TLQl = 70 meV __0.08 i
" oS
4— = 0 06 n — 1\Iodc D) = 0.06
<b 0.04 n FLQQ = 100 meV & 0.04
0.02 Py \_hE=05eV 0.02 P \
0 b AP 0 .-
-2 -1 0 1 2 02 04 06 08 1.0 1.2
5% hE(eV)

Figure 7.10: Selective vibrational pumping. (a) Schematic representation of an example
of two different vibrational modes of frequencies 21 and 2, respectively, coupled with
their electronic degrees of freedom via the displacement d; and d2 of their respective PESs.
The vibrational modes are assumed to interact independently with their corresponding
reservoirs, 1 and 2. (b) Color map of the vibrational populations (64b]b;) of two different
vibrational modes {i = 1,2} present in the same molecule, with frequency iy = 70
meV (solid colors) and €2z = 100 meV (values expressed by dashed contour lines). (c,d)
Populations of the modes €1 (solid line) and Q2 (dashed line) extracted along the white
dashed lines in (b). In (¢) h€ = 0.5 eV and 6 is varied, whereas in (d) hd = —0.05 eV
and & is varied.

in frequency and amplitude, so that changing the illumination conditions serves
to pump more efliciently one mode or another. To highlight the selectivity of the
vibrational pumping mechanism, we extract line cuts of Fig. 7.10 (b) for constant
laser pumping, h€ = 500 meV, [Fig. 7.10(c)|, and for constant laser detuning
hé = —50 meV [Fig. 7.10(d)]. As observed in Fig.7.10(c,d) the conditions
of intensity and detuning for maximum population of one mode give a much
weaker population of the other mode (solid versus dashed lines). This scheme
of interactions makes it possible to achieve selective vibrational pumping by either
tuning the laser frequency for a given illumination intensity or by modifying the
laser intensity for a fixed illumination frequency.
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Chapter 7. Optomechanical approach to r-SERS

7.3 Resonant-SERS in the plasmon-exciton
strong coupling regime

We consider in this section that the coupling between the molecular exciton and
the plasmon, g, is sufficiently large to overcome the plasmonic losses, g = 7,/2, and
the system is thus in the plasmon-exciton strong-coupling regime. In this regime
the plasmonic and excitonic states hybridize forming the Jaynes-Cummings ladder
of plexcitonic states,which has been described in Section5.1. The large g values
necessary for strong coupling to occur are typically achieved by coupling plasmonic
nanostructures with J-aggregates [222, 309-311], large complex dyes characterized
by their large dipole moment, or with a large number of small molecules forming
a collective bright mode of larger effective coupling strength [178, 186, 312].
However, recently it has become possible to achieve strong coupling even with
a single small molecule conveniently aligned with the plasmonic field [186]. In this
chapter we consider g = 100 meV and k7, = 150 meV as representative values of
strong coupling between a plasmonic cavity and a single molecule. As before, we
consider /iy, = 2x107° meV for the intrinsic decay rate of the molecular electronic
excited state and specify the other relevant parameters when necessary.

In the following it will be convenient to split the polaronic Hamiltonian, ngfg
[Eq. (7.17)], of the system of plasmons interacting with molecular excitations in a
slightly different form than used in the previous sections:

H% = Hy_cp+ He + Hyus_y, (7.40)
where in the rotating frame
Hy_cp =hAd'a+ hos'6 + hgas' + hg*a'é + he(a + al), (7.41)
is the Hamiltonian of the pumped Jaynes-Cummings system, with 6 = & + Qd2,
H, = h'h (7.42)
is the vibrational Hamiltonian, and
Hrrs—y = hQd 616 (b + b) (7.43)

is the Hamiltonian mediating the interaction between the Jaynes-Cummings
system and the vibration.

7.3.1 Optomechanical vibrational pumping and photon
emission in a simple situation

Optomechanical vibrational pumping

To provide insights into the scattering of light by the molecule we develop an
analytical model describing the Raman process for a relatively simple scenario.
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7.3. Resonant-SERS in the plasmon-exciton strong coupling regime

We first consider that the electron-phonon coupling, described by the displacement
value d, is in the low range of values obtained for rigid molecules [313, 314]
(d ~ 1071). We further assume that the laser illumination is not too intense
so that the linear response approximation is justified, and that the TLS is not
affected by pure dephasing processes.

The condition of weak electron-phonon coupling, considering that the time scale
of the electron-phonon interaction is larger than that of the dominant relaxation
processes, can be roughly estimated as Qd < |y, + 7o |/4. This assumption allows
us to separate the full system according to the hierarchy of time scales: the
fast decaying and decohering reservoir part, which consists of the electronic TLS
strongly coupled with the plasmon, and the slowly varying system part represented
by the vibrational mode [94]. As we have shown in Section7.2.2, under such
conditions the vibrational dynamics then approximately follows the Hamiltonian
H, [Eq.(7.42)], and the effective incoherent decay, via the Lindblad superoperator

dec pump

.,S,”EFV () [Eq.(7.24)], and pumping, via the superoperator f;v () [Eq.(7.25)],
with T'9¢ and TP"P the effective incoherent damping and pumping rates due to
the electronic TLS and the plasmon. As we have shown in Section7.2.2, these

rates are related to the steady-state reservoir spectral function:

Re{S(s)} = Re {/OOO((&T[T(T)&T&(O)))eiSTdT} (7.44)

rdee — 2(Qd)?Re{S(Q)} (7.45)
PumP — 2(0d)*Re{S(—Q)}, (7.46)

In the considered scheme, the reservoir operators are obtained from the dynamics
of the Jaynes-Cummings system decoupled from the vibrations.

As we have assumed that the pure dephasing of the TLS is negligible, we
write (676)ss ~ [(6)ss|?. In this case, after decomposing the lowering operator
of the TLS into its steady state value (G)ss and the fluctuating part with zero
mean d6 as & = (G)ss + 06, we can approximate the population operator as
6T6 ~ |<5'>SS|2 + <f)’>ss(§5’T + <(3'T>SS55’.

We then transform the spectral function Re{S(s)} from an expression
depending on the correlation function of the full operator ({(676(7)675(0))),
to a simpler one where the expression depends on the correlation function

({66 (1)657(0))) = ((a(7)7(0))) as:
Re{S(s)} = Re {/OOO<<&*&(7)&T&(0)>>ei”d7}

~@ssPRe{ [t opecrararf.
Jo(s)
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Equation (7.47) thus factorizes the full spectral function into two contributions:
(i) the coherent population of the TLS, |(6)ss|?, and (ii) the absorption spectrum
of the TLS, here strongly coupled with the plasmon, Jp(s). We obtain
an approximate expression of both quantities analytically using the quantum
regression theorem and considering the low pumping regime.

Under weak illumination, we consider the dynamics of the operators in the
single-excitation manifold [182]. We define a vector of operator mean values
v = ((a), (&))T [(-)T denotes transposition, and with & and & the standard
bosonic annihilation operator and Pauli lowering operator, respectively| that
approximately satisfies the differential equation

d

At Mc v + rhs, (7.48)

where Mc is a matrix of coefficients

—1A = 7,/2 —ig

Mec = —ig —iA — v, /2|’

(7.49)

and rhs is a constant vector that represents the coherent pumping of the system,
rhs = (0, —igag)T. The steady-state value (6)ss follows from Eq.(7.48) after
setting the time derivative equal to zero obtaining:

N g?las|?(A? +12/4)
A + (g2 + 757a/4)? + A2(02 /4 +92/4 — 262)°

(6)ss|” ~ (676)ss (7.50)

To finally evaluate the correlation function, Jy(s), in the last integral of
Eq. (7.47) we apply the QRT. We concentrate on the calculation of the fluctuating
part of the correlation functions which are responsible for the incoherent damping
and pumping effects. These go to zero in the limit 7 — co. The time dynamics of
the two-time correlation functions is then given by the homogeneous part of the
differential equation for the operator mean values. More specifically,

diTw = Mcw,
with w = ({{a(7)67(0))), ((6(7)67(0))))T. Finally, the initial values (7 = 0) of the
two-time correlators for w are:

wn
n
Q

0,
L

Q
q
= =
nn
wn
2

where we have neglected the terms O(a2). Finally, we obtain:

_ 92%1/2""7«7/2[’72/4"_ (A_s)z]
9* = 2¢%[(A = 8)* = Yova/4] + [73/4+ (A = s)? |73 /4 + (A — 3)?]' |
7.51

Jo(s)
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7.3. Resonant-SERS in the plasmon-exciton strong coupling regime

In the strong coupling regime, Jo(s) contains two peaks approximately
located at frequencies s ~ A + \/ 9% — (72 +~2)/8 (assuming a slowly varying
numerator). We notice that the double-peaked structure can be resolved only if
g* > (72 +72)/8, which is a stronger condition than the one for the plasmon-
exciton strong coupling g2 > (74 — 70 )?/16.

The expressions for the effective damping [Egs. (7.45)] and pumping [Eq.
(7.46)], proportional to Re{S(s)}, can then be interpreted as the consequence
of a two step process. First, the |(5)ss|? indicates that the pumping laser of
frequency wr, induces the coherent population of the molecular excited state, which
triggers the Raman process and thus increases I'd°¢ and TP""P. In the second
stage, the Stokes and anti-Stokes excitations appearing at frequencies wy, £ €2 are
absorbed and partially emitted to the far field by the resonance of the J-C system,
as determined by Jo(s) [the emission at the Raman frequencies corresponds to
Jo(£9)]. The enhancement of the Stokes scattering at frequency wy, —€2 leads to an
enhancement of the vibrational pumping I'P"™P (a vibrational quantum is created
with each emitted Stokes photon), while the anti-Stokes emission at frequency
wr, + § contributes to the vibrational damping I'd°¢. A similar interpretation has
also been shown to be valid for off-resonant SERS [279, 280, 315, 316]. Figure 7.11
illustrates the validity of our model. We show in Fig. 7.11 (a,b) 2D color map plots
of the incoherent part of the vibrational population ((bTh))ss = (bTb)ss — |(b)ss|?
as a function of vibrational frequency € and of detuning A of the laser from
the plasmon frequency. We display the incoherent part of the population, as the
coherent part |<I;>SS |2 represents a constant static displacement of the vibration due
to the coherent laser pumping. We compare numerical results with the analytical
calculations using

b8))ss ~ (b S
<< >>SS ~ < >SS,in = v+ Fgec — Fgump'

(7.52)

The approximate [Fig. 7.11 (a)] and exact [Fig. 7.11 (b)] results are very similar,
both exhibiting a clear population maximum for detuning ~ —100meV and
frequency of the vibrational mode ~ 180 meV. This maximum can be understood
as a consequence of the two-step process described above.

r-SERS spectra

Although the vibrational populations provide important information about the
system dynamics, the quantity typically accessible in experiments is the inelastic
Raman emission spectrum [Eq.(7.15)]. By using the separation of the system
into the slowly decaying vibrational mode and the fast decaying excitations of
the J-C reservoir, we are able to isolate the Raman contribution to the scattering
spectrum from the fluorescence background. Due to the separation of time scales
described in Section 7.3.1, we can assume that the vibrations induce changes of the
reservoir (J-C) operators which immediately (adiabatically) follow the changes
at the vibrational operators. In the adiabatic approximation we assume that
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Figure 7.11: Resonant SERS for weak illumination A = 1 meV, no pure dephasing and
weak coupling between the electronic and vibrational levels of the molecule, d = 0.1.
(a,b) Population of the vibrational mode under laser excitation as a function of laser
detuning A and vibrational frequency €2, calculated (a) from the analytical model as
explained in the text and (b) from the full numerical calculation solving Eq. (7.40) with
the corresponding Lindblad terms. The lines mark the conditions where the frequency of
one of the bare J-C absorption peaks coincides with the frequency of the first order Stokes
line (red line) or the incident laser (green line). (c) Numerical SERS spectra se(w, A) at
emission frequency w as a function of plasmon detuning A, for a vibrational mode energy
hQ = 50meV. (d) Maximum intensity of the Stokes-Raman line (at w = wr, — Q) as a
function of the detuning of the incident laser from the plasmon A, calculated with the
analytical model [Eq. (7.64)] (red line) and with the full numerical model (black crosses).
The other parameters used for the calculation in (a-d) are hy, = 2 meV, iy, = 2 x 107°
eV, hy, = 150 meV, hg = 100 meV, v, =0eV. A = 5.

the vibrational operators satisfy the effective vibrational dynamics given by the
Hamiltonian H, [Eq.(7.42)], the incoherent intrinsic damping fl;’b (p), and also
that they are implicitly dependent on the reservoir via the reservoir-induced

coherent and incoherent pumping, f;sump (p) [Eq. (7.25)], and damping, ‘ng“ (p)
[Eq. (7.24)]. Based on these assumptions, we write the following set of Heisenberg-
Langevine equations describing the dynamics of the J-C system operators coupled
to the vibrations (in the frame rotating with the laser frequency wr). The
Heisenberg-Langevine equations have almost the same form as the equations
governing the dynamics of the operator mean values, but they additionally include
the noise terms that are needed to preserve the operators commutation relations
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7.3. Resonant-SERS in the plasmon-exciton strong coupling regime

[94, 97]. The relevant equations can be derived from ﬁJ_C,p, Hrrs_y [Egs. (7.41)
and (7.43)], and adding the damping terms that arise from .2} [p| [Eq. (7.8)] and
2317] [Eq. (T19)):

al _ [-1A —v./2 _ig Ta 0 |
LJ - [ —ig —iA — 70/2] [&] + [iQd<&>ss(bT +h) + Noise terms,
(7.53)

The inhomogeneous term in Eq. (7.53) has been derived with the use of the
decomposition of the lowering operator of the TLS, & = (6)ss + 66, and 616 ~
[(6)gs |2+ (6)5506 + (61) 5566, and neglecting 66 (bT+b). This assumption restricts
our further calculations to the first-order Raman scattering.

The solution for the plasmon annihilation operator relevant for the SERS
process is represented by the inhomogeneous solution of these differential equations
[Eq. (7.53)]. We first solve the homogeneous part by diagonalizing the matrix:

—1A — 7,/2 —ig _
—ig —iA =7, /2| T
=PcDcPe L

where D¢ = diag{\}°, A5} contains the eigenvalues )\%Cz) of the matrix and the
columns of P¢ contain the respective eigenvectors.

The inhomogeneous solution of the equations vy, in the steady state becomes

t
Vinn (t) = / P Pet=1) P~ RHS(¢) dt, (7.54)

—o0
where RHS(¢') is

, 0
RES() = |63t + 6] (7:59)

In particular, the steady-state inhomogeneous solution for the plasmon
annihilation operator, ain,(t), adiabatically depends on the vibrational operators
as follows:

t
(1) ~ —10d(6)ss / oW T L )+ ars
t
+iQd(5)ss / S ) T j — )2/4[b(t’)T+b(t’)]dt’. (7.56)

In the adiabatic approximation, the slowly varying part of the vibrational
operators b(t') [with b(t') = b(t')e™ "] can be evaluated at time ¢ — ¢ and
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the integration can then be performed explicitly, giving:

9

(i ~ —1Qd(c : o : b
) s =G = [(m —NC) Q- AS’CJ "

—iQd(5

)ss g [ . 1 S 1 _ } )
V4G — (e —70)2/4 LR = X%) (102 = A55)
+ Noise terms

= —iQd(5)ss. Ao (—Q)b (1) — iQd(5)s5.A0(Q)b(t) + Noise terms, (7.57)

where we have defined

_ 9 1 1
AO(Q) - \/492 — ('Ya — 70_)2/4 |:(—1Q _ )\%C) - (—IQ _ )\gc):| . (758)

Finally, the calculation of the emission spectra requires the evaluation of the two-
time correlation function ({a'(0)a(7))) as

se(w) ~ 2 Re { /0 h (@l ©n(r)) ) €7 dT} . (7.59)

Using the expression in Eq. (7.57) we obtain:

(0 (r)))

~ Q2d2|(5)ssI2 Ao (-2 ((B0)B (7)) ) (7.60)
+ Q20 |()ssI2 Ao () ((B(0)b(7) )) (7.61)
+ 2% (6)ss 2 A5 () A(-9) { (B (0)8 (7)) ) (7.62)
+ 2% ()55 2 A5 (- A©) { (B(0)b(7)) ) (7.63)

from which the first two contributions represent the Stokes [Eq. (7.60)] and
the anti-Stokes [Eq. (7.61)] contributions, respectively. The other terms can be
neglected in the regime considered as the expectation values operators bb and bib!
are only sensitive to coherences between higher vibrational excited states.

The resulting expressions for the Stokes (s¢ st) and anti-Stokes (Se ast) emission
spectral lines are

se,st(w) =0%d?|(5)ss]*[Ao(—)[* 2Re {/ <<B(O)BT(T)>>€i(w_wL)TdT} , (7.64)
0
Se,ast(w) =Q2d?[(5)ss|?| Ao ()] 2Re {/ <<3T(0)3(T)>>6i(w%)7d7} , (7.65)
0
where |(5)gs|? is given by Eq. (7.50) and it can be shown that |Ag|? is the reservoir
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spectral function that describes the enhancement of the emission of the Raman
photons into the far field due to the presence of the Jaynes-Cummings system (we
assume that the emission from the molecule via the plasmon is much stronger than
its direct far-field emission):

2

[o(s)[* = /OOO<<@(T)6T(0)>>ei”dT =

92

T 9T 282[(A = 5) — Yova A + E/A+ (A= s)2|[2/4+ (A —8)7]
(7.66)

This function is double peaked since we assume the plasmon-exciton strong
coupling regime, and, for the conditions considered here, the peak positions,
st = A+ /g2 — (72 +12)/8, are similar to s for the spectral function Jo(s).

Last, the integrals of the vibrational correlation functions in Eqgs. (7.64) and
(7.65) represent the emission line shape (as a function of w) that can be obtained
from the equations describing the dynamics of the vibration coupled with the
reservoir [280):

I; ~ —iQb — ’yvdpi) + Noise terms, (7.67)

with yyap = + e —TPWP Applying the quantum regression theorem to these
equations we obtain

(&} Tl bt ei(W*wL)t _ 7vdp/2 43
R {/O ((b(0)bT (1)) } oot O T (14 (@ E)ss)
(7.68)

e o) ellw—wn)t L _ Yvdp/2 .
R { [ bon } (s

The emitted signal [Eq. (7.64) and (7.65)] is thus proportional to the efficiency
of the excitation of the system oc |[(6)ss|? and to the emission enhancement due
to the coupled TLS-plasmon, |Ag(s)|>. Furthermore, the anti-Stokes and Stokes
lines are proportional to the incoherent population of the vibrations ((b'b))sg and
to 1+ ((bTh))ss [317], respectively [Egs. (7.69) and (7.68)], where ((b'b))gg itself
is enhanced by the effect of the reservoir on the excitation and emission process
[Egs. (7.45) to (7.47)]. The line width of the Raman peaks is finally given by the
interplay between the damping rates 7, together with I'!*“ both broadening the
peak, and the pumping rate I'’"™P that narrows the peak. These properties again
mirror the behavior discussed for off-resonant Raman [278-280], except for the
presence of a more complex reservoir.

Figure 7.11 (c,d) illustrates the behavior of the resulting Raman emission for
a vibrational mode of energy A2 = 50 meV and d = 0.1. We first show in
Fig.7.11 (c) the emission spectra obtained from the numerical solution of the full
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system [Hamiltonian in Eq. (7.40) and the corresponding loss terms|, as a function
of the detuning A of the laser from the plasmon frequency. As discussed above, the
inelastic emission can be split into two components. The emission resulting from
the resonant fluorescence of the J-C system, and the Raman emission yielding the
vibrational lines. The former is present in the emission spectra of Fig.7.11 (c) as
a broad symmetrical background around zero detuning A = 0, in agreement with
previous studies [182]. The strong Raman-Stokes line is also clearly distinguishable
on top of the background at wp, — €2, accompanied by a second-order Stokes
transition line (not described by the analytical model that accounts only for the
first-order transition) at wy, — 2Q and a very weak anti-Stokes line at wr, + Q.

To better analyse the A dependence of the Raman signal, we focus in
Fig7.11 (d) on the maximum of the Stokes line, which we plot as a function of the
laser detuning A as calculated from the full numerical model (black dots) and as
given by the analytic expression in Eq. (7.64) (red line). The agreement between
the two is excellent. We observe a double-peaked structure, a clear signature
of plasmon-exciton coupling considered here, which, however, is not symmetric
with respect to A = 0, but its central minimum is blue-detuned by 25 meV. This
blue detuning can be seen as the result of having to optimize the product of
the enhancement at the excitation wy, and emission wy, — € frequencies, given
by [(6)ss|? and |Ag(s)|?, respectively (assuming that the vibrational population
remains small ((b1h))ss < 1).

7.3.2 Effect of strong electron-vibration coupling

We now consider scenarios that go beyond the assumptions of the previous section.
Up to know, we have assumed that the coupling between the molecular vibrational
and electronic states, characterized by the dimensionless displacement d, is weak.
However, when the interaction becomes stronger, and thus the time scale of the
coupling between the electronic TLS and the phonon is shortened, the dynamics
of the J-C system coupled to the vibrational mode are no longer separable into a
slow vibrational dynamics driven by the fast relaxing reservoir. For large d, we
thus cannot apply the formalism developed in the previous section and we need to
use the full numerical solution to obtain the response of the system.

We show in Fig. 7.12 (a,b) the vibrational population maps for relatively large
electron-vibration coupling (a) d = 0.5 and (b) d = 1 as a function of laser
detuning and vibrational frequency. The lines in Fig.7.12 (a,b) are similar to
those in Fig. 7.11 (a,b), indicating the detuning A at which the first-order Stokes
line (red line) or the incident laser frequency (green line) match the position of
the absorption peaks of the J-C system. For d = 0.5 [Fig.7.12 (a)] the strongest
vibrational pumping appears approximately when both conditions are met and the
lines cross each other, similarly as for low d = 0.1 [Fig.7.11 (a,b)]. Nonetheless,
while for d = 0.1 a single clear peak was observed, in this situation two close
maxima start emerging near this optimal condition for d = 0.5. The effect of large
electron-vibration coupling is more apparent when we set d = 1 [Fig. 7.12 (b)]. In
this case, the dependence of phonon population on the vibrational frequency and
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Figure 7.12: Effect of electron-vibration coupling on resonant SERS. (a,b) Populations
of the vibrational mode as a function of detuning A and vibrational frequency €2 for
electron-vibration coupling (Huang-Rhys) parameter (a) d = 0.5 and (b) d = 1. In
both cases, £ = 1meV and there is no pure dephasing. The straight lines mark the
conditions where the peak frequency of one of the bare J-C absorption peaks coincides
with the frequency of the incident laser (green line) or the first order Stokes line (red
line). (c,d) SERS spectra of a molecule supporting a single vibrational mode of energy
hQ = 50meV, for two values of the electron-vibration coupling, (c¢) d = 0.1 and (d) d =
1. Two illumination intensities £ = 1 meV and 11 meV are considered in both cases. The
other parameters used for all the calculation are: Ay, = 2 meV, hy, = 2 x 107° €V,
hye = 150 meV, hg = 100 meV, 74 = 0eV, A = 5.

detuning becomes very complex as it involves the influence of the higher-order
vibronic transitions.

The emission spectra for (c) weak (d = 0.1) and (d) strong (d = 1) electron-
vibration coupling constant and two selected values of pumping amplitude, £ =
1meV and 11meV, are shown in Fig.7.12. For d = 0.1 the results for both
illumination intensities show a clear lower order Stokes peak at w = wy, — 2 and
a weak anti-Stokes peak at w = wr, + 2. A weak second order Stokes peak at
w = wr, — 2 is visible for £ ~ 1meV (for £ ~ 11 meV the second order Stokes peak
is hidden by the fluorescence background). Increasing the displacement d of the
excited state vibrations naturally leads to larger overlaps among vibrational wave
functions belonging to different numbers of vibrational excitations, thus facilitating
higher-order Raman transitions that yield intense higher-order Raman peaks. This
can be seen in Fig.7.12 (d) where for d = 1 intense Raman peaks of higher orders
emerge on both the Stokes and anti-Stokes sides of the spectra, most notably for
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£ ~ 11meV.

7.3.3 Effect of pure dephasing

So far we have always assumed negligible dephasing. This is the case for
optimized experiments at low temperature, however for a typical situation at finite
temperature the electronic transition is subjected to a large pure dephasing rate,
74, due to interactions with the environment. In molecules decoupled from the
plasmonic cavity, the pure dephasing introduces a loss of coherence between the
states of the TLS but without directly inducing the decay of the excited state [318].
A careful analysis of the microscopic dephasing mechanism shows that when the
plexcitonic states |N, +) are formed in the strong-coupling regime, the interaction
of the system with the originally purely dephasing reservoir can lead to novel
incoherent mechanisms including the energy transfer from the upper plexciton
states |N,+) to the lower ones |N, —) within the same manifold [259, 319] (see
also Chapter 6). In the following, we again consider that the system is illuminated
by a weak laser and hence only the single-excitation manifold containing the states
|1,4+) = |£) is important for the description of the inelastic light emission from
the plexcitons.
We implement the dephasing processes via the following Lindblad terms

f;ﬁ,H (P) =7p (20— —44p6—— 14 — {6140 _14,p}) (7.70)
Yo _ ~ Yo_ ~ an ~ ~ N
2 () = 25t (2646t — {61 o)) (7.71)
where 6__, = |+){(+] + |-){—| and 6_, = |-){+|. We neglect any further

incoherent processes such as the energy transfer from the lower to the upper
plexciton as we assume that they are less important [293, 319]. We further
set iy_4 = 40meV whenever we consider iyy # 0eV, a rate which leads to
relatively strong transfer of populations towards the lower plexcitonic state via
the vibrational reservoir of the molecule [250, 269].

To illustrate the effect of dephasing, we start by plotting the absorption
spectrum, s,(w), [Fig.7.13 (a)] and emission, s.(w), [Fig.7.13 (b)] spectra for the
bare plasmon-excition J-C system, without vibrations. In both cases we set
h€ = 1meV, and we show results for intrinsic dephasing Ayg = 0meV, 10 meV
and 50 meV. For clarity the spectra are vertically shifted. When the dephasing is
increased, we observe a clear broadening of the plexciton peaks in the absorption
spectrum [Fig. 7.13 (a)], which is larger for the upper plexcitonic peak due to the
population transfer to the lower polariton given by Eq. (7.71).

The dephasing-induced broadening also affects the J-C emission spectra sg(w)
shown in Fig. 7.13 (b) for £ = 1 meV and A = 0eV. When the dephasing is switched
on, there appears a strong inelastic light emission originating predominantly from
the lower plexciton branch, since the upper branch is efficiently depopulated by the
incoherent energy transfer. Without dephasing the emission spectrum practically

172



7.3. Resonant-SERS in the plasmon-exciton strong coupling regime

a) Absorption b) Emission
J-C System <10% J-C System
e 63 50 meV 5 0
EIE S N N )
=40 10 meV 5 15 N
e e
= 20 —
— — 0.5
3 10 Yo =/0 meV 3 0 Iy = 0meV
O m— 5 5 R 0 2 4
5 (w—w)/9 Y (w—w)/9
Emission ((Z)WB))
: VS SS
<1073 Full system 0.30
0.25

—~

50 meV
> 0.20
10 meV ~ 015

e

hQ

Se(w) (arb. units)
=

0.5
0.10
0 h’y¢ = 0 meV
0.05
-4 -2 0 2 4 -0.3-0.2-0.1 0 0.1 0.2 0.3
(w—wr)/Q RA (eV)

Figure 7.13: Effect of pure dephasing for weak illumination A€ = 1 meV and electron-
vibration coupling d=0.1. (a) Absorption spectra and (b) emission spectra for the simple
J-C system (not considering the vibrations), displayed for three different values of pure
dephasing: Ay = 0meV, 10meV and 50 meV, pumped by monochromatic illumination
tuned to the plasmonic resonance hA = fuws — hwr, = 0. (c) Emission spectra of the
full molecule-plasmon system including the vibrational mode of frequency i) = 50 meV,
for hA = 0eV and the same 7, values as in (a,b). The spectra in (a-c) are offset from
each other by a constant value of s, = 20 in (a) and s. = 0.5 x 1072 in (b,c). (d)
Incoherent populations of the vibrational mode as a function of detuning and vibrational
frequency for pure dephasing hy4 = 10 meV. The lines drawn into the color maps mark
the detuning A for which the first order Stokes line (red line) or the incident laser (green
line) coincides with one of the bare J-C absorption peaks. The other parameters used
for all the calculations in (a-d) are: iy = 2meV, fiyy = 2 x 1076V, fiya = 150meV,
ig = 100 meV, hA = hd = 06V.

vanishes as the incoherent population of the plexcitons is low.

Finally, we turn on the interaction between the molecular electronic and
vibrational levels and calculate the effect of dephasing on the emission spectra of
the complete system. The resulting emission spectra are shown in Fig.7.13 (c)
for the same parameters as the emission spectra of the bare plexcitons in
Fig. 7.13 (b). All of the spectra feature a sharp Stokes-Raman peak at frequency
wr, — Q, which for Ay, = 10meV and 50 meV is accompanied by a broad and
intense fluorescence background similar in nature to the one already discussed
in Fig.7.13 (b). Particularly for hvys = 50meV the background overwhelms the
relatively weak SERS signal. For no dephasing, this background is strongly
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reduced, and becomes negligible in comparison with the Raman peak.

For completeness, we show in Fig.7.13 (d) the population of the vibrational
level for the same parameter d = 0.1, illumination amplitude 7€ = 1 meV, and for
hrys =10meV. The obtained values can be compared with those in Fig.7.11 (a),
where we plotted the same results except that iy, = 0eV. As could be expected,
the most noticeable feature introduced by dephasing is the larger width of the
displayed spectral features and the lower populations.

7.3.4 Effect of strong illumination

We consider again in this section a situation of weak electron-vibration coupling,
and assume that there is no pure dephasing in the system. However, we turn our
attention to situations where the intensity of the incident laser can be strong. An
intense laser populates the different manifolds of the J-C ladder and thus leads
to non-linear effects in the resonant SERS signal that were not included in our
weak-illumination expressions. A full analytical treatment of this situation is very
challenging, however, we can still gain insight into the vibrational dynamics by
assuming the separation of time-scales discussed in Section 7.3.1, and thus inserting
the numerically-calculated reservoir spectral function S (s) into the expression of
the decay and pumping rates [Eq. (7.52)]. We complement this simplified approach
with full numerical calculations.

We plot in Fig. 7.14 the vibrational population as a function of the amplitude
&€ and detuning A of the illumination laser, obtained using the full-numerical
[Fig.7.14 (a)] and semi-analytical [Fig.7.14(b)] approaches.  The excellent
agreement between the two supports the assumption that using very intense laser
illumination does not invalidate the separation of the system into a slowly evolving
vibrations and a fast J-C reservoir.

Strikingly, the population is strongly non-linear with respect to the intensity o
|€]2 of the incident laser. For weak illumination we are in the linear regime, where
the population shows local maxima for two different moderate detunings, given
by the optomechanical vibrational pumping and damping [Eq.(7.52), together
with Egs. (7.45), (7.46) and Eq. (7.47)], as discussed in the previous section. The
population of these peaks initially grows as more energy is pumped into the
system by increasing &, but, for a certain laser intensity, the population reaches a
maximum and starts to decay. We attribute this behavior to the underlying non-
linearity of the J-C system contained in the uneven spacing of the energy levels
sketched in Fig. 5.1 (c).

An intense illumination can also affect very strongly the SERS spectra
measured in an experiment. We study this situation using full-numerical
calculations. As an example we show the inelastic emission spectra as a function of
laser amplitude £ for zero detuning A = 0 [Fig.7.14 (c)]. The calculated emission
spectra can still be regarded as a combination of the resonance fluorescence
background and the Raman lines. For low illumination intensities the spectra in
Fig. 7.14 (c) feature a clear Raman-Stokes peak at emission frequency w = wy, — Q2
with a strength that is comparable to that of the background. Omne can also
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Figure 7.14: Non-linear resonant SERS response for strong laser illumination. (a,b)
Populations of a vibrational mode of energy h{2 = 50 meV as a function of the detuning
and incident laser amplitude £ calculated from (a) the full numerical model and (b) the
simplified model. The vibrations are weakly coupled to the electronic states (d = 0.1) and
there is no pure dephasing. (c,d) Evolution of the SERS emission with laser illumination
amplitude (£), calculated numerically for a single vibrational mode of energy A2 = 50
meV that is weakly coupled to the electronic states (d = 0.1) (c¢) Emission spectra as a
function of £ for detuning of the incident laser AA = 0 eV and d = 0.1. (d) Maximum
intensity of the Stokes (blue line) and anti-Stokes (green line) Raman line as a function
of £ (shown in (c) for up to h€ =48 meV). To obtain the value of the Raman peaks,
we first subtracted the background, defined as the inelastic emission of the J-C system.
The other parameters used for all calculations are: fy, = 2 meV, iy, = 2 x 107° €V,
Firya = 150 meV, hig = 100 meV, hys = 06V, A = 4.

distinguish a second-order Stokes peak at w = wy, — 22 and the anti-Stokes peak
at w = wr, + . As the intensity of the laser is increased, still remaining sufficiently
small, the strength of both the background and Raman peaks increases, with the
latter being clearly visible. In contrast, for very large laser intensities £ £ 100 meV
the amplitude of the Raman peaks is reduced and the spectrum is fully dominated
by the background.

The laser intensity also affects the spectral shape of the background. For
example, the two broad background peaks in Fig.7.14 (¢) for A€ = 1 meV become
a single broad flat feature for A€ = 48 meV. From these results one can conclude
that the laser intensity does not simply scale the emission spectra by a frequency-
independent factor, but it changes the overall shape and affects the relative weights
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of the Raman lines and the background (not shown).

We highlight the non-linear dependence of the maximum of the SERS signal
on the incident laser amplitude by plotting the background-free amplitude of
the Raman-Stokes (blue line) and anti-Stokes (green line) lines in Fig.7.14 (d).
The background that we subtract from the total signal corresponds to the
inelastic emission spectrum of the J-C system uncoupled from the vibrational
modes. Fig.7.14 (c) showed that the intensity dependence of the Stokes and anti-
Stokes amplitude resembled the result of the vibrational populations shown in
Fig.7.14 (a,b), with a broad maximum that peaks at an optimal illumination
amplitude &. This is consistent with the results in Fig.7.14 (d), however,
interestingly the optimal illumination-field amplitude is different for the Stokes
and the anti-Stokes lines. The maximum of the anti-Stokes line appears at roughly
the same illumination amplitude A€ ~ 70 meV as for the vibrational populations,
while the Stokes emission peaks are maximized at lower powers £ ~ 45 meV.

7.4 Summary

After having introduced the basic concepts of the Raman activity of molecular
vibrations, we have shown that the (resonant) Raman process can be described
within the scope of the theory of cavity-QED as a hybrid optomechanical system.
We have applied this cavity-QED approach to calculate the r-SERS spectra of
molecules illuminated by a coherent monochromatic pumping laser, tuned close to
the frequency of an electronic transition of a molecule under both weak and strong
illumination conditions.

For weak laser illumination the molecule emits both Raman photons, creating
sharp emission peaks at the Stokes and anti-Stokes frequencies, and fluorescence
photons contributing to a generally broad emission background of the molecule.
We have further exploited the optomechanical mechanism to study the mean
vibrational populations as a function of the incident laser frequency. We have
found that the mechanism of optomechanical vibrational pumping gives rise to
higher steady-state mean vibrational populations whenever the generation of the
Stokes-Raman emission is enhanced. This occurs either when the incident laser
or the emitted Stokes-Raman photon is resonant with the molecular electronic
transition.

As the intensity of the laser is increased, the non-linearity of the molecule’s
electronic transition notably influences its inelastic optical response. When
illuminated by an intense pumping laser, the molecular electronic levels are dressed
by the strong incident laser field and the resonant fluorescence acquires the form
of the Mollow triplet. When the triplet’s side peaks appear at the frequency
of vibrational Raman photons, either interference features or a complete line
splitting combining the Raman and the fluorescence emission mechanisms appear
in the spectra. Furthermore, this dressing of the molecular electronic levels can be
actively exploited to optically manipulate the populations of molecular vibrations.
We note that the intensities of the dressing laser required to achieve the desired
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regime of the exciton-vibration interaction in the molecules may exceed the damage
threshold of many organic molecules. This serious experimental challenge may
thus require more stable sample molecules or the use of methods involving pulsed
illumination of the sample to avoid excessive heating.

Finally we have explored the situation where the molecular electronic transition
is strongly coupled with the plasmonic resonance of the metallic particle. We
have shown that even under the conditions of vacuum strong coupling the system
can be described in the scope of molecular optomechanics. We have derived
analytical expressions for the vibrational pumping and damping rates induced
by the optomechanical Stokes and anti-Stokes process, respectively, in a simple
situation where the vibrations weakly couple to the Jaynes-Cummings system
formed by the hybrid plexcitonic states, no dephasing is considered, and the system
is illuminated by a weak incident laser.

We have then studied more complex situations. We have first considered the
influence of two intrinsic parameters of the system: the electron-phonon coupling,
d, and the pure dephasing y,. Larger values of d promote higher-order vibrational
transitions and generally increase the interaction strength between the electronic
and vibrational states of the molecule, leading to breakdown of the simple
reservoir-system picture introduced for small d and to the emergence of higher
order Raman peaks in the emission spectra. On the other hand, pure dephasing
reduces the efficiency of vibrational pumping, leading to smaller final vibrational
populations, and diminishes the vibrational Raman peaks in the inelastic emission
spectra. Pure dephasing also significantly broadens and enhances the fluorescence
background. As a consequence of the weaker lines and stronger background, the
visibility of the Raman lines becomes considerably smaller, complicating resonant-
SERS experiments.
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Conclusions and outlook

This thesis has been written with an intention to provide a brief but closed
and thorough theoretical description of the coupling between light, plasmons,
and molecular excitations including vibrations and excitons. In the opening of
the thesis (PartI) we have introduced the underlying concepts in the quantum
and classical description of light-matter interaction. We have intended to
build theoretical tools starting from basic concepts involving classical Maxwell’s
equations and the quantum many-body Hamiltonian of an interacting electron
gas, to end up with the use of cavity-QED models to address the dynamics of
molecular and plasmonic excitations. All this effort has been inspired by the
aim to describe situations of practical importance in nanophotonics. By applying
these models, we have studied surface-enhanced infrared spectroscopy (SEIRS)
in Part IT, surface-enhanced fluorescence (SEF) in PartIII, and surface-enhanced
Raman scattering (SERS) in Part IV. Since SEIRS, SEF, and SERS have attained
significant theoretical and experimental attention over the last decades, we have
attempted to address original aspects of these spectroscopic.

In Part IT we have analysed how the ability of plasmonic antennas (plasmonic
substrate) to scatter and absorb infrared radiation impacts the formation of
molecular spectral fingerprints in SEIRS. We have developed an analytical
model to analyse absorption, scattering, and extinction spectral fingerprints of
vibrationally active samples interacting with plasmonic substrates. By performing
a systematic numerical study, we have found a practical rule of thumb for
the design of linear plasmonic antennas for SEIRS: in order to optimize the
performance of SEIRS, it is important to utilize antennas whose scattering and
absorption efficiency is approximately equal.

In Chapter 5 of Part III we have focused on the description of the microscopic
details governing the coupling between molecular excitons and plasmons in
atomically-sharp plasmonic cavities. We have identified situations where the
geometrical extent of the organic dye molecules supporting the excitons becomes
important to obtain a more faithful description of the plasmon-exciton coupling.
We have theoretically demonstrated that the highly localized and inhomogeneous
plasmonic fields arising around atomistic protrusions in metallic particles are able
to break selection rules of optical spectroscopy and thus render the otherwise dark
excitonic transitions bright.

In Chapter6 of PartIIl we have analysed fluorescence from plasmonic
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cavities strongly coupled with molecular excitons and coherently driven by a
monochromatic laser. We have shown that light emission in such a situation
is substantially influenced by incoherent effects arising from the effect of internal
(vibrations) and external (solvent) dephasing reservoirs. These incoherent effects
give rise to transfer of population between the hybrid plasmon-exciton states and
yield spectral asymmetries in the light emission spectra, as often observed in
experiments.

Last, in PartIV we have applied the theory of quantum optomechanics
to describe resonant and off-resonant SERS. The framework of quantum
optomechanics has allowed us to calculate the characteristic Raman spectra of
a coupled system containing a plasmonic particle and a molecule. We have
described the system by a range of parameters which can characterise both typical
SERS systems, as well as state-of-the-art experimental configurations requiring
strong plasmon-exciton coupling or strong laser intensities. In the quantum-
optomechanical model, the Stokes- and anti-Stokes-Raman emission is intimately
connected with processes of optomechanical vibrational pumping and damping
which we have addressed in detail for the resonant SERS situation. The vibrational
pumping described in this thesis is a plausible mechanism to optically drive
chemical reactions involving on-demand selective pumping of molecular vibrations.

We hope that this thesis has also generated many interesting questions and
opened several directions worth exploring in future. For example, quantum aspects
of the interaction between infrared plasmonic modes and molecular vibrations
can be further explored. The quantum nature of the plasmon-vibration coupling
may impact, for instance, chemical properties of molecules or could be exploited
to engineer collective quantum states of molecular vibrational modes with yet
unforeseen applications. The theoretical models used across this thesis could be
further combined and extended to account for both coherent and incoherent effects
involving plasmons, molecular excitons, molecular vibrations, and interactions of
these with their respective environment. It should be possible to exploit such
complex modelling to describe, for example, quantum correlations of light emitted
by realistic molecules under state-of-the-art experimental conditions. Another field
worth exploring is the quantum-chemical description of the plasmon-exciton (and
vibration) interaction beyond the model developed in Chapter5. A worthwhile
extension of the model developed here would be to self-consistently account for
effects of static and dynamical plasmonic screening on the molecular electronic
and vibrational quantum states. Another challenging task is to describe in its
full complexity the experimental situation where a molecule of an organic dye is
excited by an electric tunneling current and the light emitted by the molecule is
recorded. Theory of such spectral mapping would require merging the quantum-
optical model of the plasmon-exciton interaction developed in this thesis with a
theory of electron tunneling through the dye molecule.

Hopefully, this thesis succeeds in planting a seed for future research directions
and helps to discover unexplored and exciting novel aspects of light-matter
interaction.
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Appendix A

Quantization of surface
plasmons

A.1 Condition of quantization for plasmonic
surface charge and potential

In this appendix we show how the condition of quantization for the surface-plasmon
polarization density P,, [Eq. (1.57)] can be transformed into the condition for the
plasmonic surface charge density o,, and potential ¢, [Eq. (1.58)].

Equation (1.58) naturally emerges from the boundary-integral approach as
follows. First one realizes that J(+) = P£1+) -n (UT(L_) = Pfl_) - n), and
Vqﬁ) = LnPﬁr /eo (V gbg ) = LnP,(rl )/50). We further apply the Green’s first
identity together with Laplace’s equation to obtain the relationship:

// Vot . Vel >d3r—//6vw G v¢><> ) (A1)

which leads to

L
//avw +) Vo n b //avpdr L 07(1 )> s, (A2)

The quantization condition for the surface charge density and the potential
then follows from the first and the last expressions in Eq. (A.2), by inserting the

P(+) P( )dgr—// V¢(+) V(b( ) dBr
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polarization density from Eq. (1.57), and integrating;:

// $ Pl S_// // on ()()dzsdg,
dvpar Vpar J SOV, AT €o|S — s/
L, N.e2h . 1
P . PO APy = 2 £, £*d’r = —hw A.
=[] » S [J] e = S

pdr

where we have used w, = L,N.e?/(egm.) and employed the integral
representation of the potential,
(+) H) 2
—= 7 4% A4
d)n //d\/par 471_50‘5 7S/| S. ( )

The quantization condition then follows from the equality of the initial and the
final expression in Eq. (A.3) and adopts the form of Eq. (1.58) in the main text:

1
/ /8 ) ool d%s = Shwy, (A.5)

A.2 Interaction of point-like excitons and
spherical-particle plasmons

In this appendix we quantize the plasmonic modes of a spherical particle of radius
R4 and calculate the plasmon-exciton coupling coefficients within the point-dipole
approximation of the molecule. In the point-dipole approximation the coupling
strength can be described as:

hg = /// prpot ) d’r, (A.6)

where ppp = —dg - VI(r — r’) is the charge transition density of the point-like
molecule with a transition dipole moment dy. Notice that the above definition
of the charge density leads to the commonly assumed expression for the coupling
between a point-like molecule and the local electric field, El(jc) = -V, as:

hg = —EP . d,. (A7)

loc

Outside of the spherical particle, the quantized plasmonic modes (the positive-
frequency part) can be described by the corresponding distribution of the
electrostatic potential in spherical coordinates (8, ¢, ) as

ouT hwlRQl+1 -1 -1
i (0,0,7) = mylm(@,fb)f =0y 0,0)r . (A.8)
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Here w; = wy, is the frequency of the (Im) plasmonic mode (does not depend

l
241
on m) and we have defined

hw R
= . A.
G 2e0(20 4 1) (4.9)
The spherical harmonics are defined as
20+ 1) (I—m)! :
ym — _pm 1me Al
l (97()0) \/ An (l +m)' l [COS(Q)]e ’ ( 0)

where P/"[cos(6)] are the associated Legendre functions [320]. The corresponding
surface charge density is

O = €0(20 + 1)C Y™ (0, ) Ry (A.11)
For completeness we also describe explicitly the potential inside the particle:
im(0:0,7) = QLRI ™(0, o)r'. (A.12)

If we consider a point-like dipole positioned at a generic point near the spherical
particle [# = 0,¢ = 0, Ry, oriented along the radial direction (2), we obtain the
following expression for the coupling constant gi- :

hw R21+1 L
hgi = —\/éwiedodo(l + 1Ry, (A.13)

being zero for m # 0 and where dy = |dg|
A similar calculation of the coupling constants for a point dipole transversally

oriented with respect to the radial direction yields the expression for the coupling
[

1m» Which is nonzero only for m = +£1:

constant, g

huw R+ 1)R L

A.14
327‘(’60 ( )

hg“ —hgl( )= = —idy
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Appendix B

Numerical implementation of
quantum dynamics

In this appendix we provide further details about the numerical procedures that
allow for solving the dynamics of the open-quantum systems studied in this thesis
and introduced in Chapter3. We summarize here the numerical approach to
the solution of the quantum master equation for the density matrix introduced
in Section3.1.3 and the numerical solution of the Wigner-Weisskopf problem
discussed in Section 3.2.

B.1 Numerical implementation of the quantum
master equation

In Section3.1.3 we have derived the quantum master equation for the density
matrix, pg, of an open quantum system [Eq. (3.26)]:

a1 O
3P = 7 [Hs. s + % R (2Aapps Al — (AL das,is}) . (BD)

and we have remarked that Eq.(3.26) can be written in the form of a vector
equation:

ps = Lps, (B.2)
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which can be expressed in a suitable matrix representation

—Psu-
pPs21
Ps11 Ps12 .
ps = |Ps21 Ps22 | L po = ps.12 (B.3)
pPs22

The matrix representation of the superoperator £ can be constructed from the
matrix representations of the respective system operators. FEq.(3.26) contains
expressions where the operators act on the density matrix from the right or
from the left (e.g. the term fla/jﬁsfl:; ﬁ,). In the technical implementation, the
expressions are transformed as:

0:ps0; — (0] ® 0y) ps, (B.4)
where ® represents a Kronecker product, T denotes transposition and O;, O, are

matrix representations of the respective operators O; and Os.

In practise, if the dimension of the truncated Hilbert space is set to Ny, the
vectorised density matrix has length N2 and the matrix (O;f ® 01) is of dimension
NZ x NZ. This scaling sets a practical constraint to the applicability of the
numerical method as large matrices (although often sparse) have to be stored and
handled in order to obtain the system dynamics.

B.2 Numerical solution of the Wigner-Weisskopf
equation

Here we describe an efficient numerical implementation of the solution of the
integro-differential equation (IDE) given by the Wigner-Weisskopf approach in
Eq. (3.54) of the main text (Section3.2), as given in Ref. [321]. Equation (3.54)
can be written as an IDE of the general form:

Ce(t) = 7/0 ft —71)ce(r)dr, (B.5)

with f(t — 7) a kernel function which has the Fourier transform
Fis) = = [ ausw)e(-isy (B.6)
5) = — uf(u) exp(—isu). .
21 J o P
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B.2. Numerical solution of the Wigner-Weisskopf equation

By defining a new auxiliary function Aw (¢, u), with « =t — 7, we can rewrite Eq.
(B.5) as

ée(t) = _/\W(ta 0)7

() = fljen(r) + 200

o (B.7)

By introducing the Fourier transform of the second equation in variable u we
obtain:

@mJLiﬂmwmq
Aw(t,s) = F(s)co(t) + isAw(t, s), (B.8)

where Aw(t,s) = \/% [ dudw(t, u) exp(—isu), is the Fourier transform of the
original function.

The discretization of the Fourier transform leads to the final set of differential
equations which need to be solved numerically:

As
Co(t) = ——— Aw (t, si),
w V2 keZ(;;d witon)

Aw(t, Sk) = F(sk)ce(t) + iSkAw(t, Sk) (B9)

The set of the differential equations above can be explicitly written in matrix
notation as:

Ce(t) 0 - - [ e
Aw(t, s1) F(s1)  is 0 Aw(t, s1)
Aw(t7 82) = F(SQ) 0 189 Aw (t, 82) (BlO)

In the integration scheme, the generally infinite set of equations [Eq. (B.9)]
is evaluated on a grid of finite frequency spacing, As, and for a finite range of
frequencies around the excitonic particle, [—Smax; Smax)- In our implementation,
we have selected the spectral range [—Smax, Smax] broad enough so as to contain
the entire non-trivial spectral structure of F(s), and a step parameter, As, short
enough as to avoid an unphysical revival of the dynamics in the time interval of
interest.
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Appendix C

TDDFT calculations of
molecular excitations

In Chapter5 the transition densities of the dominant optically excited states of
methylene blue (MB) and zinc phtalocyanine (ZnPc¢) molecules are calculated
within the linear-response of the time-dependent density functional theory, at
the level of the Tamm-Dancoff approximation (TDDFT-TDA) as implemented
in NWchem 6.5 [90]. In all the cases the excitations have been calculated for the
ground-state equilibrium geometry.

The results presented in this thesis have been calculated using a valence double
zeta Pople basis set with a polarization function (6-31G*) and the hybrid functional
B3LYP. We further tested the influence of the basis set and functional chosen on
the results of the TDDFT calculations. The results are summarized in Table C.1,
where, as a figure of merit, we show the calculated excitation energy and transition
dipole moment of the respective excitations for different basis sets and functionals.
We have checked that the distributions of the transition charge densities of the
excitations are not significantly altered when different basis sets/funcionals are
utilized. We thus conclude that the particular choice of the basis set and functional
does not strongly influence the general results of Chapter 5.
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Appendix C. TDDFT calculations of molecular excitations

TDDEFT results for MB

Functional/basis set | hweg (¢V) | d- (enm)
B3LYP/6-31G* 2.84 0.23
B3LYP/6-31G** 2.84 0.23

B3LYP/6-311++G(2p,2d) 2.77 0.22

CAM-B3LYP/6-31G* 2.92 0.23

TDDEFT results for ZnPc

Functional/basis set | hweg (eV) | dgy (enm)
B3LYP/6-31G* 2.30 0.17
B3LYP/6-31G** 2.30 0.17

B3LYP/6311 1 G(2p2d)’ | 227 0.18

CAM-B3LYP/6-31G* 2.33 0.18

Table C.1: Excitation energies, hweg, and values of the transition dipole moment, d;, along
the direction of the i-axis, for the MB and ZnPc excited states studied in Chapter 5.
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Appendix D

Exciton dynamics as a
function of plasmonic cavity
quality factor

Throughout Chapter 5, we consider that the cavity has a broadening proportional
to the plasma frequency of the electron gas. In particular, we consider the
broadening to be 7, = 0.01w,, which roughly corresponds to a quality factor, ), of
the n plasmon modes (@, ~ w,/k) of @, = 60— 70. These values, appropriate for
silver particles for example [174], have been chosen to clearly reveal the influence
of the molecular size on the exciton dynamics, however, plasmonic quality factors
commonly achieved in plasmonic systems can be slightly smaller, as those in gold,
for example (Q &~ 10— 20). Therefore, we also present here results of the dynamics
of exciton population for different values of the plasmon broadening, 7y,. The
results are presented in Fig. D.1. We calculate the dynamics for the MB molecule
(left, green frame) and for ZnPc (right, yellow frame), using the full quantum
model (FQM) (red lines) and thepoint-dipole model (PDM) (black lines), when
the molecules are located close to the surface of a spherical particle, as shown
in the insets. The molecular exciton frequency is tuned to the frequency of the
plasmonic dipolar mode (a-d) and to the plasmonic pseudomode (e-1). The first
row (a,e,i) represents the results shown in Chapter 5. We can observe that when
the broadening of the plasmonic modes is increased, the oscillating dynamics of
the exciton-plasmon state is damped, until it reaches a regime where the Rabi
oscillations completely disappear, for v, = 0.1wy.
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Appendix D. Exciton dynamics as a function of plasmonic cavity quality factor
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Figure D.1: Decay dynamics of a plasmon-exciton state for different values of the plasmon
broadening v, /wp (values displayed in the box above each row) for MB (green frame) and
ZnPc (yellow frame) molecules. Calculations are performed within the FQM (red lines)
and the PDM (black lines). The columns correspond to exciton frequency tuned to (a-d)
the plasmonic (Pl.) dipole mode, and (e-1) to the plasmonic (Pl.) pseudomode. The
values of the exciton energies are iweg = 2.3 €V (2.8 €V) for the ZnPc (MB) molecule.
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Appendix E

Effects of dephasing reservoir
in photon emission of
coherently driven organic
exciton-polaritons

E.1 Hilbert space for numerical calculations

In Chapter 6 we present a system Hamiltonian containing molecules interacting
with their local dephasing reservoirs and a cavity mode. In order to solve the
dynamics given by the system Hamiltonian and the Lindblad terms as described in
Chapter 6, we need to define a suitable basis for the combined plasmonic, excitonic
and vibrational Hamiltonian. We treat the plasmon and exciton on the same
footing in the single-excitation manifold. The set of cavity mode-exciton states is
written as:

|’I/JP7E> :So|0p, O, O, ey O>
+5p|1p, 0,0,..., 0)
+51]0p, 1, 0,..., 0)
+59]05, 0, 1,..., 0) + ...,

where s; are coefficients, the first occupation number represents the number
of cavity excitations and the following ones belong to the respective molecular
excitons.  Alternatively, the states |1,,0,0,...,0) and [0p, 1,0,...,0) can
represent the lower |—) and upper |+) polaritons, respectively.
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Appendix E. Effects of dephasing in photon emission of exciton-polaritons

The reservoir states are represented in the double-excitation basis as

Yres) =01]0, 0, 0, ..., 0)
+u51,0,0,...,0)
+03]0,1,0,...,0) 4 ...
+w12,0,0,...,0)

+ws|1,1,0,...,0)
Fws)1,0,1,...,0) +...
+wn41]0,2,0,...,0)
Fwn2]0, 1,1, 0) 4 ...,

with respective coefficients v; and w;. The total state of the system is defined as
a Kronecker product of the cavity-molecule and reservoir states

|wtot> = |"/JP7E> ® |/(/)res>'

This basis defines the dimension of the Hilbert space. With the number
of molecules Ny,o the dimension of the Hilbert space H grows as Dim {H} =
Dim {|i0t)} = (Nmol + 1)(Nmol + 2)2/2.  Moreover, the superoperator space
necessary for the solution of the quantum master equation has the dimension
Dim{S} = Dim {#}", which makes the numerical treatment of systems containing
larger number of molecules challenging. In the main text we thus present results
for a maximum of N, = 5 molecules.

E.2 Dependence of the emission and absorption
spectra of polaritons on the effective
reservoir frequency

In Chapter 6 we describe the effective dephasing reservoir as a broad damped
harmonic oscillator of energy Aflg = 400 meV, width Ayg = 400 meV and coupling
to the molecular electronic levels via dg ~ 0.173, yielding the reservoir spectral
density

2’73 d%{Q%

N RS

(E.1)
Here we briefly discuss the influence of the frequency 2g on the observed emission
spectra. To that end we calculate the polariton emission and absorption spectra
[Fig.E.1 (a) and (b), respectively] for Nyo = 4 molecules illuminated at the
frequency of the upper polariton (fu, = 2.2€V) for a constant broadening

hyp = 400meV and varying AQdg = 100 meV, 200 meV, 300 meV and 400 meV.
We adjust dr such that J(0) remains unchanged for all the cases. For clarity,
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E.2. Dependence of the emission and absorption spectra of polaritons on Qg

(b)

hQRr =
400 meV
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[
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Figure E.1: Polariton (a) emission and (b) absorption spectra for Nmo1 = 4 molecules

illuminated at the frequency of the upper polariton (hwr = 2.2eV) for a constant
broadening iyp = 400 meV and varying h{2gr = 100 meV, 200 meV, 300 meV and 400 meV.
We adjust dr such that J(0) remains unchanged for all the cases. The spectra are
calculated for Aw. = 2eV, hg; = hg = 100meV, A€ = 0.1meV, hy, = 150meV and
hye =2 X 1072 meV.

all of the spectra in Fig. E.1 are normalized to the maximal value and vertically
displaced.

Fig. E.1 (a) shows that as Qg is decreased (from top to bottom), the emission
spectra slightly change symmetry, making the emission from the upper polariton
slightly more pronounced but preserving the qualitative picture. On the other
hand, the absorption spectra remain practically identical for all g, as shown in
Fig.E.1 (b).

Next we study the dependence of the polariton emission and absorption on the
polariton splitting, wy — w_ = 24/Npyc1g9. The spectra are calculated considering
the parameters of the reservoir i{2g = 400 meV, Ayg = 400 meV and dgr ~ 0.173
and values of hg ranging from Ag = 100meV to hg = 300 meV. In all the cases
we consider Ny, = 4 molecules and tune the pumping laser frequency to the
frequency of the upper polariton (wy, = we++v/Nmo1g)- The emission and absorption
spectra are plotted in Fig. E.2 (a) and (b), respectively. We normalize the spectra
to the maximum of the lower-polariton peak and apply a constant vertical offset.

Increasing g leads to larger separation of the polariton spectral peaks in both
the emission and the absorption spectra. In the emission spectra, the lower-
polariton peak is more pronounced than the upper-polariton peak due to the
asymetric population transfer. Interestingly, the relative intensity of the upper-
polariton peak with respect to the intensity of the lower-polariton peak is decreased
when ~ 2v/Npo1g ~ Qg, i.e. when the incoherent population transfer |[+) — |—)
becomes resonant [J(w4 —w-_) is maximized]. In the absorption spectra the upper-
and lower-polariton peaks are of similar intensity.
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Appendix E. Effects of dephasing in photon emission of exciton-polaritons

L 260 mev_ff
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\_/

100 meV

Energy (eV)

Figure E.2: Polariton (a) emission and (b) absorption spectra for Nmo = 4 molecules

1.5 2 2.5 3
Energy (eV)

illuminated at the frequency of the upper polariton for reservoir parameters hyp

400 meV, AQdx = 400meV and dr ~ 0.173. The spectra are calculated for varying
hgi = hg = 100 meV, 140 meV, 180 meV, 220 meV, 260 meV and 300 meV. The other model

parameters are hiw. = 2eV, i€ = 0.1 meV, iy, = 150meV and Ay, = 2 X 1072 meV.
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Appendix F

Vibrational pumping and
damping for weak
plasmon-exciton coupling and
strong laser illumination

In Section7.2.4 we discuss the effective incoherent dynamics of the molecular
vibrations if the electronic and plasmonic degrees of freedom are eliminated from
the total system Hamiltonian. We provide the effective damping, I'd¢, and
pumping, TP"™P rates [Eqgs. (7.24) and (7.25), respectively| in terms of the real
part of the reservoir spectral function Re{g (s)}. Here we show how an analytical
expression for Re{S(s)} can be obtained under the conditions of weak plasmon-
exciton coupling and strong incident laser illumination.

We obtain the spectral function Re{S(s)} following the procedure described
in references [295, 322]. We start with the master equation describing the TLS
dynamics after effective elimination of the plasmonic cavity. In the case of no
electron-phonon coupling, this contains the Hamiltonian:

- < 1
Hrps = héde — h§5p1&x
together with the Lindblad term:
L) = —= (26p6T — {676, p}) .
Here Tt = Lot + Vo [see Eq. (5.16) for definition of T'wg], with v, the intrinsic
decay rate of the exciton, and ((6¢(7)5.(0))) = (Ge(7)56(0)) — (Ge)ss{Fe)ss is
the part of the correlation function that corresponds to the fluctuations of the

operators around the steady-state value. We obtain the following equations of
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Appendix F. Vibrational pumping and damping

motion for the mean values of the operators:

al @ S Fge 0 iy (6) i€p1/2
I @) = 0 - L igy |- <cf*> + | &y /2
<0'e> —1551/2 lgp1/2 _Ftot <Ue> 0
(F.1)

According to the quantum regression theorem [94], the correlation functions
((6(7)66(0))), ((61(7)6.(0))) and ((6¢(7)6.(0))) obey the same time evolution as
(6(1)), (61(7)) and (6.(T)), respectively:

q | {e(r)ae(0))) —i0— g0 —i&p {(o(7)0e(0)))

T ((61(1)5e(0))) | = 0 i6—Ltgri&y || ({oT(1)ae(0)))

((6e(7)5¢(0))) —iE5/2  i&n/2  —Tie ((oe(T)0e(0)))
(F.2)

5(0)6¢(0))) = (6)ss(1 — (Ge)ss),
—(6T)s5(Ge)sss

{(96(0)6¢(0))) = (Fe)ss(1 = (Te)ss)-

—~
—~
» =
-
—
=
—
Q>
o]
—~
=
=
~
N
|

Here SS denotes the steady-state values of the respective quantities. The
inhomogeneous part in Eq. (F.2) disappears because of the conveniently chosen
value of the correlation functions when 7 — oc.

Equation (F.2) can be solved numerically or analytically. We have obtained
the analytical solutions of Eq. (F.2) and used it to evaluate S(s), but we do not
present it here due to its algebraic complexity.
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