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Abstract

Energy transfer between atoms/molecules, one of the most basic interactions within atomic
and molecular systems, is important in many diverse areas of science. The ability to con-
trol these processes is therefore a powerful tool with applications in various fields, and one
method to achieve this influence is through the use of macroscopic bodies. Making use of the
theoretical framework of macroscopic quantum electrodynamics (QED), the environment of
a microscopic system can be introduced into the quantum description, and its influence on
intermolecular energy transfer can be characterized. In this work, we explore the ways in
which intermolecular interactions can be impacted by a macroscopic environment. We derive
a general expression for the rate of resonant energy transfer (RET) between a donor and an
acceptor in an arbitrary, reciprocal environment and examine how the medium’s properties
and the molecular positions affect the interaction rate. Our consideration is then extended to
include non-reciprocal media, again calculating a general expression for the energy transfer
rate and applying to a simple setup containing non-reciprocal media. In particular, we in-
vestigate how the properties of the medium can be altered to promote unidirectional energy
propagation. We will also explore an application of this principle, which makes use of inverse
design in the creation of an optical isolator. In real-world situations, a donor and acceptor
can also be coupled to additional interacting bodies as well as their environment, and these
can have an intricate impact on the rate of energy transfer between them. The introduction
of a third molecule significantly complicates the calculation of the rate, so in this work we
use canonical transformations to reduce this computational complexity and derive a general
expression for the rate of three-body RET in a macroscopic background. Applying this to
some simple setups demonstrates the distinctive effect the mediating body can have. Finally,
we investigate how a macroscopic body can be used to induce a superabsorbing state in a
system of dipoles via control of the intermolecular coupling. After a demonstration of this
principle for a simple model system, we consider a ring of optical dipoles, inspired by natu-

rally occurring photosynthetic systems. We demonstrate how the placement of a macroscopic
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sphere inside the ring can produce superabsorption in the system, making it suitable for use

in artificial light harvesting and showing performance superior to previous methods.
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CHAPTER 1

Introduction

Macroscopic bodies can exert a powerful influence on the way atoms and molecules interact in
their presence. An understanding of an environment’s impact can allow for the engineering of
certain microscopic processes to achieve particular results. For this, we require macroscopic
backgrounds to be introduced into the quantum description, which can be achieved using
macroscopic quantum electrodynamics [4, 5|, in which environments are described by their
effective properties, avoiding the atomistic approach [6] which becomes extremely cumber-

some when considering macroscopic bodies.

One such microscopic process is the transport of energy between atoms/molecules, which is
essential in many areas of science, such as synthetic light harvesting [7], the “spectroscopic
ruler” [8] and radiation biology [9]. The most fundamental of the intermolecular energy
transfer processes is resonant energy transfer (RET), which facilitates energy transport in
plants. It involves the de-excitation of a donor atom/molecule, releasing a virtual photon
which is absorbed by an acceptor, causing it to excite. This process, first introduced by
Forster in 1946 [10, 11] and later developed into a fully quantum theory by Gomberoff and
Power [12], was first derived for a general macroscopic environment in 2002 [13]. Since then,

two-body RET has been studied in the presence of various specific backgrounds [14-17].

An area of interest in this field is the influence that the non-reciprocity of a medium can have
on intermolecular energy transport. Reciprocity dictates much about how we experience

the world, for example how we can be sure that if we can hear someone then they can
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hear us too. In the context of light, we would assume that information transmitted by a
laser would be the same if the positions of the source and observation points were switched.
However, non-reciprocal media can break this symmetry (see [18] for a review), making them
advantageous in the design of devices which utilise one-way propagation, e.g. optical isolators
[19]. There are several paths to achieving non-reciprocity, the most common being the
Faraday effect |20], with others including methods based on inherently nonlinear waveguides
[21-25], spatiotemporal modulation [26-30] and optomechanical coupling [31]. In this thesis,
a general formula for RET in a non-reciprocal environment is calculated and used to explore
how an environment can be adapted to promote one-way energy transfer. The results from
this section have been published in Ref. [2].

The complexity of the description of RET in a macroscopic background is significantly in-
creased with the addition of a third molecule [32-37|. In this work, we make use of canonical
transformations to simplify the effective Hamiltonian of a three-body system, leading to an
alternative method for the calculation of a general rate formula. This work has been pub-
lished in Ref. [1]. Calculations which include a mediating body have previously been carried
out for simple homogenous environments [38, 39|, but in this work we extend this to arbitrary

backgrounds.

Macroscopic environments can also influence dipolar interactions, which are fundamental in
many diverse scientific areas, (see e.g. [40-45|). In particular, dipole-dipole interactions can
enhance absorption rates in optical systems [46, 47|, for example in synthetic light-harvesters
[48-55]. Our work, published in Ref. [3], explores the possibility of using a macroscopic body
to manipulate dipolar interactions in such a system to induce superabsorption, which could

be beneficial in improving solar energy conversion.

The structure of this work is as follows. We begin with an overview of macroscopic quantum
electrodynamics (QED) in chapter 2, the crucial theoretical framework employed in this
thesis. We review how the electromagnetic field is quantized within this framework while
taking into account absorbing and dispersing media. In particular, we focus on the differences
in how this must be approached when considering reciprocal vs non-reciprocal media. We
also examine the Green’s tensor, a critical component of macroscopic QED, and how its
properties vary depending on the reciprocity of the media considered. The specific forms of

the Green’s tensor for various environmental setups will be covered in appendix B.

We next turn our attention to the process of RET. Through perturbation theory, we calculate
a general formula for the rate of RET between two bodies, making use of macroscopic QED
to account for an external environment. Firstly, chapter 3 will consider reciprocal media

only, and to demonstrate some proof-of-principles, we will apply our derived rate expression
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to some simple systems, exploring how the properties of the environment and the positions

of the molecules affect the rate of energy transfer between them.

We then extend our consideration to include non-reciprocal media in chapter 4, again deriving
a general rate expression for two-body RET, before examining a simple setup containing
non-reciprocal media. We will focus on the conditions that must be met by the system to
induce a change in the rate of interaction between two molecules when their positions are
swapped, allowing us to see how the medium’s properties can be manipulated to maximise
energy transfer in one direction over the other. An application of this will then be discussed,
presenting results from our paper, Ref. [2] in which inverse design is used to optimize one-way

energy transfer in an optical isolator.

In chapter 5, the influence of the addition of a third mediating body on the energy transfer
between two molecules will be examined. Canonical transformations will be used to produce
a new effective Hamiltonian and thus reduce the order of perturbation theory required to
calculate a general formula for the rate of energy transfer in such a system. Again, macro-
scopic QED will be utilised to account for the effects of an external environment. This work
has been published in our paper, Ref. [1]. Some simple systems containing three bodies and
a macroscopic environment will then be examined as a proof-of-principle for the use of this

formula.

We lastly investigate how the intermolecular coupling in a system can be engineered through
the manipulation of macroscopic environments. In particular, we study how this principle
could be applied to induce superabsorption in a system of optical dipoles, thus improving
its suitability for use in synthetic light harvesting. After an overview of the basics of pho-
tosynthesis and superabsorption, we introduce a system of a ring of dipoles for which it has
previously been shown in Ref. [46] that a superabsorbing state can be reached and sustained
through careful tilting of the dipole moments. We aim to achieve the same effect through
the use of a macroscopic environment, thus allowing the dipole moments to remain parallel,
enhancing the system’s potential for superabsorption. As a proof-of-principle, we initially
consider a simple situation in which the properties of a macroscopic environment can be be
exploited to control the intermolecular coupling of two bodies, before examining how the
same principles can be applied to the ring system. Finally, we present the results from our
paper, Ref. [3], which models the system as a quantum heat engine and calculates how its

power output scales with the number of dipoles making up the ring.



CHAPTER 2

Macroscopic Quantum Electrodynamics

This thesis focuses on how intermolecular energy transfer can be affected by macroscopic
environments, so it is crucial to be able to account for macroscopic media when quantizing
the electromagnetic field. The theoretical framework used to achieve this is macroscopic
quantum electrodynamics (macroscopic QED), and the aim of this chapter is to provide an

overview of this theory to lay the groundwork for the thesis at hand.

Macroscopic QED facilitates the quantum description of macroscopic objects [4, 5, 56, 57|
by describing their effective properties, such as overall permittivity and permeability. This
means that the effects of an environment near the system can be accounted for more readily
than the atomistic approach in [6], where there are so many individual particles making up
a medium that following the dynamics of all of them becomes incredibly complex, if not
impossible. The presence of such an environment, which can include arbitrarily shaped,

dispersing, and absorbing material bodies, will be accounted for via the Green’s tensor.

In this chapter, we give an overview of the derivation of the fundamentals of macroscopic
QED. Beginning with the classical theory and then quantizing the field, we focus on the
difference in methods required when dealing with “simple” reciprocal media compared with
more general non-reciprocal media (what is meant by “simple” and general will be covered
in the next section). We will then study the Green’s tensor in more detail, looking at its

definition for different types of media and along with some useful properties.
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2.1 Field Quantizations

We begin by reviewing some basic concepts of classical electrodynamics in the presence
of magnetoelectric media. In this work, we will focus on the case of no free charges, so
that the only charges present are the bound charges contained within the media. We then
quantize the field by connecting phenomenological noise fields to quantized excitations of
the combined body-field system. In this section, we concentrate on how our methods must
be adjusted depending on the properties of the media we are dealing with. In particular,
we look at the “simple” case of local, isotropic, reciprocal, magnetodielectric media with
no cross-susceptibilities, compared with more “general” non-local, non-isotropic and non-
reciprocal media, where the fluctuations of the electric and magnetic field are both coupled

to both the polarization and magnetization.

2.1.1 Quantization of Field in Reciprocal Media

In this section, we consider only “simple” magnetodielectric media, by which we mean that the
response of the medium is local, isotropic, reciprocal, and the electric/magnetic field fluctua-
tions are decoupled from the polarization /magnetization, resulting in no cross-susceptibilities.
We first give an overview of the description of the classical field in the presence of reciprocal

media, then use this to construct a quantum theory for the field.

Classical Field in Reciprocal Media

In frequency space, a system with no free charges in a reciprocal medium is described by the

Maxwell equations [58],

V. B(r,w) =0, (2.1a)
V.D(r,w) =0, (2.1b)
V X E(r,w) —iwB(r,w) =0, (2.1¢)
V X H(r,w) + iwD(r,w) =0, (2.1d)
and the constitutive relations,
D(r,w) =« [E(r,w) + /d3r'x(r,r’,w) E('r’,w)] + Pyx(7r,w), (2.2a)
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where x and ¢ are the electric and magnetic susceptibility response functions of the medium,
respectively, and the medium’s fluctuations are described by the noise polarization, Py, and
noise magnetization, My. The derivations of these constitutive relations can be found in
App. A. When considering only “simple” reciprocal media, we can assume that the medium

response is local,

x(r, v w) =x(r,w)d(r—1r"), 2.3
Clr, ' w) =¢(r,w)d(r —7r'), (2.4)
and isotropic,
X(T,W) :X(T’W)L 2.5
C<T>w) :C<T7w)]17 (2 6)

simplifying the constitutive relations for reciprocal media to,

D(r,w) =¢gpe(r,w)E(r,w) + Px(r,w), (2.7a)
1
H(r,w) = WB(T,W) — Mx(r,w), (2.7b)

where we have introduced the electric permittivity,

e(r,w) =1+ x(r,w), (2.8)
and the magnetic permeability,
(r,w) = - (2.9)
S B |

of the medium.
Substituting the constitutive relations, (2.7a) and (2.7b), into (2.1d) we find,

1
VX —B(r,w) — V X Mx(r,w) + iweoe(r,w) E(r,w) + iwPx(r,w) = 0. (2.10)
Hop (T, w)

Then substituting in the rearranged (2.1c), B(w) = —1V X E(w), and making use of the
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2

identity egug = ¢~ we obtain an inhomogeneous Helmholtz equation for the electric field,

7 1 2 _ P

w {—V % MV X tw 8oé?('f’,w)} E(r,w) =V X My(r,w) — iwPx(r,w)

jVX;VX_L‘F( )| E(r,w) = ipowin(r, w) (2.11)
pwr,w) 2\ W)= MOWINAT, W), '

where the source term is the noise current density,
In(r,w) =V X My(r,w) —iwPy(r,w). (2.12)

In the free space case, the Helmholtz equation is homogeneous, so this source term encapsu-
lates the effect of the medium. To solve (2.11), we introduce the Green’s tensor for reciprocal

media which satisfies the Helmholtz equation [4, 59|,

(UQ

1 / o /
V X WV X —gs(r,w) G(r.r',w)=46(r—1'), (2.13)

with §(r — r’) = diag(1,1,1)d(r — 7’), and obeys the boundary condition,
G(r,v,w) =0 for |r—r7r|— . (2.14)

More information on the defining Helmholtz equations of the Green’s tensor will be given
in section 2.2. Using the Green’s tensor, we find that a formal solution to this Helmholtz

equation is given by,

B(r,w) = wow/d%’a(r,r',w) gn(rw). (2.15)

A classical effect of the medium compared to the vacuum case is that the electromagnetic
field becomes a fluctuating quantity, caused by the source fluctuations. The fluctuation-
dissipation theorem relates the fluctuations of a physical quantity to the imaginary part of
the respective response function [60, 61]. In our case the fluctuations of the medium are
described by the noise polarization and magnetization, and the response functions are the

electric and magnetic susceptibilities of the medium. Therefore, the fluctuation-dissipation
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theorem reads [4],

kgT

(APx(r,w)APS(r' W) = — %0 Im x(r,w)d(r —r')o(w — '), (2.16)
(AMN(r,w)AMZ(r W) = l?:j fm C/Er’w)é('r —r)i(w —w), (2.17)

where kg is the Boltzmann constant, 7" is the temperature and Af = f — (f) denotes the
classical fluctuations of a quantity f. If the imaginary parts of the response functions are
positive it means that the medium is absorbing, whereas negative means it is amplifying [4].
We can see from the above equations that any absorbing system at a non-zero temperature
must have fluctuations. We also note that since these noise terms represent fluctuations, they

vanish on their classical average [4],
(Px)a=0, (My)a=0. (2.18)

Now that we understand the behaviour of the classical field in reciprocal media, we can

transition from classical to quantum theory.

Quantization of Field in Reciprocal Media

When dealing with the free field, i.e. when no media is present, we can apply canonical
quantization to the electromagnetic field to build a quantum theory. However, in the presence
of media, we cannot easily formulate a Hamiltonian from the respective classical theory [4],
so instead we aim to construct a quantum theory for the field in the presence of media by
ensuring that the behaviour resembles the classical field as closely as possible, while making

sure the free-space QED is reproduced in the absence of charges.

To ensure that the quantized field’s behaviour replicates that of the classical field, we require
that the classical Maxwell equations (2.1) and the constitutive relations (2.7) hold. To this
end, the classical fields are replaced with operator-valued quantum observables so that the

Maxwell equations for the quantized field are,

V - B(w) =0, (2.19a)
V - D(w) =0, (2.19D)
V X E(w) — iwB(w) =0, (2.19¢)
V X H(w) 4 iwD(w) =0, (2.19d)
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and the constitutive relations are,

~

D(r,w) =goe(r,w)E(r,w) + Py(r,w), (2.20a)
N 1 ~ ~
H(r,w) :MOM(T)B(r,w) — Mx(r,w). (2.20b)

We also must ensure that the quantum fluctuations behave in the same way as the classical
ones, meaning that the noise field operators, Py and My, must vanish on their ground state

average, as in the classical case (2.18), and obey the fluctuation-dissipation theorem [60, 61|,

<8 [APN(’I', w) AP (1, w’)} > = %50 Im x(r,w)d(r — r')d(w — '), (2.21)
<S [AMN(r,w)AMIE(r',w')} > = %hn%%uj)é(r — 7)o (w — '), (2.22)

where § [dl;} = % <di) + Bd) is the symmetrized operator product. We can see that in making
the transition from classical to quantum theory, the average thermal energy kg7’ that appears
in the classical fluctuation-dissipation theorem, (2.16) and (2.17), has been replaced with the

quantum ground-state energy %hw

These requirements can be fulfilled by introducing fundamental creation and annihilation

operators, j’j(r, w) and fk('r, w), respectively, which obey the bosonic commutation relations,

[ Fulr,w), fA(r',w’)] _ [ Fi(r,w), fier, w')] —0, (2.23a)
[ Fulr,w), f/\(r’,w’)] — S d(r — )o(w — o), (2.23b)

where §(r — r’) = diag(1,1,1)6(r — ') and A, N = e,m. The vacuum state of the electro-
{0}), such that,

magnetic field is denoted
Alrw) |{0})=0 V\rw, (2.24)

and the excited states of the system are then reached with repeated action of the creation

operator,

1 (r,w)) = Fl(r,w) [{0}). (2.25)

From the above definition of the ground state (2.24), we can see that both the creation and
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annihilation operators vanish on their ground-state average,

(Frr.w)) = ({0} Arr.) [{0}) =0, (2.26)
(Flr.w)) = {0} Flr.w)[{0}) = 0. (2.27)

To satisfy the fluctuation-dissipation theorem, we can relate Py and My to the creation and

annihilation operators via,

Py(r,w) =i h%lme(r w) fo(r, w), (2.28)
My (r,w) = \/ WZO Ifj(’;(’;)fg) Fonlr,w), (2.29)

so that (2.21) and (2.22) hold as required. We can also see from (2.26) that the noise

polarization and magnetization vanish on their ground-state average as required,
<H§=0,<N&>:a (2.30)

Now we have decided on our forms for the noise polarization and magnetization, we can follow
the same method as for the classical field in the previous subsection to create a Helmholtz
equation for the electric field in reciprocal media by combining (2.19¢), (2.19d), (2.20a) and
(2.20b) to obtain,

V X _ccuz (r, w)] E(r,w) = ipowin(r, w), (2.31)

[VXMhW

which, in analogy with the classical case, can be formally solved via,
E(r,w) = iuow/d?"r’G(r,r',w) n (' w). (2.32)
If we substitute in our definition for the noise current density,
In(r,w) =V X My(r,w) — iwPy(r,w), (2.33)

and substitute in our expressions for the noise polarization and magnetization, (2.28) and
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(2.29) respectively, we can express the electric field in terms of the fundamental fields,

- _ o Imp(r’,w) -
E(r,w) =1 w/d?’r’ L G(r,r W) -V x fu(r,w
() = o ¢mmmwunw ) V)

\/—Imer wW)G(r, v w) - fu(r W)],

. R Im pu(r', w) R
_ 3.0 | _ / ’ ,
‘Z/dr c:w@um”>PG“”””X$ Funlr )
wr | h .
g o me(r w)G(r r,w) - fo(rw) | (2.34)
0

where we have performed partial integration and again made use of the identity eouo =
~2 to obtain the second equality. Here, the operation % is mathematically defined as

[T X %} = &0} Tix(r, r"). Finally, writing in terms of frequency components via,

f:/ dw f(w) + H.c. (2.35)
0
and splitting the electric and magnetic contributions, we obtain,

E(r) :/ dw E(r,w) + H.c.

Z / dw/d3fr’G,\ r.7, w) - fulr,w) + H.c. (2.36)

A=e,m

where we have defined the G coefficients as,

2
h
Ge(r,r’,w)—z('u—2 — Ime(r,w)G(r, 7, w), (2.37)
C TEQ
ﬁ I !
G,(r,r w) = ¥ fm pu(r’, ) ) G(r,r" w) x% (2.38)

e\ meo [p(r, w2
This definition of the electric field will be utilized extensively in the coming chapters. In the

next subsection, we extend our consideration to more “general” non-reciprocal media.

2.1.2 Quantization of Field in Non-reciprocal Media

We now turn our attention to how the electromagnetic field behaves in the presence of general

non-local, non-isotropic and non-reciprocal media. The non-local and non-isotropic natures
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of the material are easy to take into consideration, namely by not making the simplifications
given by (2.64) and (2.65), respectively. On the other hand, non-reciprocity is more difficult

to account for.

In the context of electromagnetism, non-reciprocity means that a source-generated field at
an observation point is not the same when the source and observation points are inter-
changed [62]. An important feature of non-reciprocal media is that an electric response
can be induced via the magnetic field, and vice versa [63, 64|. This means that the polar-
ization and magnetization can no longer be described simply by electric permittivities and
magnetic permeabilities (as in (2.20)), but cross-susceptibilities must also be included. Fur-
ther to this, and crucially, we need to deal with the complication that Lorentz reciprocity,
G'(r',r,w) = G(r,r',w), does not hold in non-reciprocal media (as we will see in section
2.2.1). This section follows Ref. [65].

Classical Field in Non-reciprocal Media

In this section we will discard the spatial and frequency arguments unless necessary for
understanding. Although the Maxwell equations (2.1) are unchanged by the reciprocity of

the material, the polarization and magnetization fields respond differently via,

P =g (s—El*u_l*Eg—]I)*E+1/6—051*;1_1*B+PN, (2.39a)
Ho
1
M==(1-p)*B+,/2u'+&+E+ My, (2.39D)
Ho Ho

where the medium is characterized by its permittivity e(r, 7', w), permeability pu(r,r',w),
and magnetoelectric susceptibilities & (r, ', w) and & (7, r’,w). We have also introduced an
abbreviation denoting the spatial convolution of a tensor and vector field or between two

tensor fields,

(X xv](r) = /d3sX(r, s) - v(s),

(X xY]|(r,r) = /d3sX(r, s)-Y(s, 7). (2.40)
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We can use equations (2.39) along with the relations D = o E + P and H = py' B — M to

build the relevant constitutive relations for non-reciprocal media,

Dzso(s—El*u_l*éz)*E+‘/g—oél*u_l*BjLPN, (2.41a)

H:—u *B — 1/ “lx &« E — My, (2.41b)

which reduce to the reciprocal constitutive relations, (2.7), when the cross-susceptibilities

are zero and we assume the medium to be local and isotropic through the replacements
6(71, TJ) = 6(’]")6(’]" - T/)H and M(’r’, T'/) = ll/(r)(s(/"l _ ,’,,/)]I.

To find a Helmholtz equation for the electric field in a non-reciprocal medium, we substitute

these constitutive relations into (2.1d), giving us,

Vx,u_l*B—M@V X p tx€+x E
Ho

W o

tiweg (e — & A K &) FE+ |2 xp x B =V x My —iwPy.  (2.42)
Ho

Combining with (2.1c) as we did for the reciprocal case, defining the noise current density by
(2.12) and performing integration by parts, we obtain the inhomogeneous Helmholtz equation
for the electric field,

V X pu” x%*E—M—O(VX,u *£2+£1*u‘1x%>*E
zw,uo Ho

+iwey (€ — & xp ' * &) * E = jix

2

V x V X —% E —ipowQ@ *x E = ijgwin, (2.43)

where we have introduced the conductivity tensor [65],

VX( 1) x %—i-\/i(VXp, *£2+£1*u’1x%>

—iweg (e — & *p "t x & — 1), (2.44)

ZWMO

where I has been defined such that T x I = T for any tensor T'. This Helmholtz equation
(2.43) reduces to (2.11) as required when reciprocal magnetodielectric media is considered,
as shown in the next section 2.2.1. As for the reciprocal case, the Helmholtz equation can

be solved by means of the non-reciprocal Green’s tensor which satisfies the more general
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Helmholtz equation [65],

2

V x V x —i—zl G(r,r") —ipw [ Q@+ G (r,r') =d8(r — 1), (2.45)

and the boundary condition (2.14). In analogy with the reciprocal case, the formal solution

for the electric field is again found to be,
E(r,r") =ipow |G * jn] (r,7"). (2.46)
Now, as in the previous section, we can transition from classical to quantum theory.

Quantization of Field in Non-reciprocal Media

As in the reciprocal case, we construct a quantum theory for the electromagnetic field by
replicating the behaviour of the classical field. Therefore, the quantized Maxwell equations
are the same as in the reciprocal case, (2.19), but the quantized constitutive relations take the

form of (2.41) with the classical fields replaced with operator-valued quantum observables.

Firstly, it is useful to decompose the conductivity tensor (2.44),

Q(r,r w) = i (—z’w, Vx) A M w) — (60 01> A zxw% , (2.47)

w 0 —pq

where we have defined the matrix,

€0 [E«' —&ixp 52] g xpt

M = He (2.48)
LpT w6 —b !
It can also be shown that,
1 , w
RelQ)] = — (—zw, Vx) TmM]- | e (2.49)

where due to the violation of Lorentz reciprocity (discussed in the next section), it is conve-



CHAPTER 2. MACROSCOPIC QUANTUM ELECTRODYNAMICS 15

nient to introduce generalized real and imaginary parts of a tensor field according to,

Re[T (r,r")] = %[T(Tﬂ“/) +T(r, 7)), (2.50)
Tm[T(r, /)] = %[T(r, ) — T, 7)). (2.51)

When considering reciprocal media where Lorentz reciprocity (2.75) holds, these expressions

reduce to the ordinary definitions of real and imaginary parts,

Re[T(r,r")] = =[T(r,r") + T*(r,7")], (2.52)

Im[T(r,r")] = =[T(r,r") —T*(r,7")]. (2.53)

To satisfy the fluctuation dissipation theorem, we relate the noise polarization and magneti-

zation for non-reciprocal media to the creation and annihilation operators in a similar way

(?N) = EV*<{6>, (2.54)
MN m .fm

where fi and fA are defined in the same way as in the previous section, obeying the bosonic

to the previous section,

commutation relations (2.23), and we have introduced the matrix V such that it satisfies,
Vx VI =Im[M], (2.55)
where M is defined by (2.48). The noise current density for non-reciprocal media is then

N hw ~
in = —R~* f, (2.56)
T

where R is a square root of the positive definite tensor field Re[Q)],

given by,

R« R' = Re[Q)]. (2.57)

Substituting this into our expression for the electric field, (2.46), we find that we can express

the electric field in non-reciprocal media as,

E(r,w)= Zﬂow\/? [G*R* f] (r,w). (2.58)
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It is useful to rewrite in terms of frequency components as,

E(r)= /000 dw E(r,w)+ H.c.

h [~ .
= i,uo\/;/ dw w?/? [G*R* f] (r,w)+ H.c.
0

_ /OO dw/dgsF(r’ S,M) . f(s)w) + H.c. (259)

where we have defined,

F(r,s,w) = iuoﬁwg/Q/d3r’G(r,r’,w) -R(r', s,w), (2.60)
7r
Fi(r,s,w) = —wo\/ﬁw?’/Q/d:)’r’GT(r,r',w) "Ri(r') s,w). (2.61)
m

This is the form of the quantized electric field that we will use in chapter 4 when investigating

the effects of non-reciprocal environments on intermolecular energy transfer.

Now that we have used the Green’s tensor to account for macroscopic environments in our
quantization of the electric field, in the next section, we will look at the Green’s tensor in

more detail to gain a deeper understanding of how it can be used.

2.2 Green’s Tensor

This section focusses on the Green’s tensor, which plays a central role in macroscopic QED.
We begin by comparing the defining Helmholtz equations that were presented in the previous
section for “simple” reciprocal media and “general” non-reciprocal media, and show how they
are connected. We then present and derive some general properties of the Green’s tensor,
including Lorentz reciprocity and integral relations that will be made use of in subsequent

chapters. Specific forms the Green’s tensor takes can be found in appendix B.

2.2.1 Definition and Properties

In the previous section 2.1, the Green’s tensor was introduced as the solution to two Helmholtz
equations, (2.13) for “simple” reciprocal magnetodielectric media in subsection 2.1.1 and
(2.45) for “general” non-reciprocal media in subsection 2.1.2, with the boundary condition
(2.14). In this section, we show that these Helmholtz equations are equivalent, with (2.45)
being the general form, reducing to (2.13) when “simple” reciprocal magnetodielectric media

is considered.
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Defining Helmholtz Equations
We begin with the general Helmholtz equation (2.45) that is valid for non-reciprocal media,

2
[V X V X —%] G(r,r' ,w) — i,uow/d?’s Q(r,s,w) -G(s, 7, w)=6d(r—71"), (2.62)

where @ is the conductivity tensor given in (2.44) and again below,
1
Q = - VX(M_I—]I)X$+ E—O(VXM‘1*£2+£1*M‘IX%>
iwito V 1o

—iweg (e — & xp "t x & —1T). (2.63)

where € is the electric permittivity, p is the magnetic permeability and &; and &, are the
medium’s magnetoelectric susceptibilities. When considering “simple” reciprocal magnetodi-
electric media only, we assume that the cross-susceptibilities &; and &, are zero, and we

consider the response of the medium to be local,

e(r,r,w) =e(r,w)i(r —r'), (2.64a)
p(r,r' w) =p(r,w)d(r—r'), (2.64b)
and isotropic,
e(r,w) =e(r,w)l, (2.65a)
p(r,w) =p(r,w)l. (2.65b)

Applying to the Helmholtz equation (2.62) gives us,

2

V X V X —% — iuowQ(r,w)] G(r,v w)=48(r—71'), (2.66)

with
Q(r,v w)=Q(r,w)d(r —r)I
— LV X [# — 1} X % —iweg [e(r,w) — 1] po(r— 7). (2.67)
u( ’

iwhio W)
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Combining these and performing integration by parts leaves us with the well-known Helmholtz

equation for reciprocal magnetodielectric media,

(UQ

V X V x ——¢(r,w)| G(r,r',w) = 6(r —7'), (2.68)

plr,w)

which is (2.13) in the previous section 2.1.1. The other defining feature of the Green’s tensor

is that is obeys the boundary condition,
G(r,v,w) =0 for |r—7r'|— oo, (2.69)

which is assumed for both reciprocal and non-reciprocal media.

In the next section, we discuss and derive some useful properties of the Green’s tensor,

including the defining difference between reciprocal and non-reciprocal media.

Properties

The permittivity, permeability and magnetoelectric cross-susceptibilities of the medium are
causal response functions, and so are also analytic functions of frequency in the upper half
of the complex frequency plane. Since these are the functions that appear in both defining
equations of the Green’s tensor, (2.68) and (2.62), we can deduce that the Green’s tensor is

also an analytic function in the upper half of the complex w plane [4].

Similarly, since the medium properties obey the Schwarz reflection principle, e*(w) = e(—w?),
p(w) = p(—w*), & o(w) = &12(—w"), we can infer that the Schwarz reflection principle is

also valid for the Green’s tensor,

G (r,r,w)=G(r,r —w). (2.70)

We now derive the crucial Lorentz reciprocity relation that holds for reciprocal media and
not for non-reciprocal media. Considering reciprocal media only, the defining equation (2.68)
states that the Green’s tensor is the right inverse of the Helmholtz operator, so it must also

be the left-inverse of the Helmholtz operator,

rrw X%

2

« V'~ el )| = 8(r — ). (2.71)

w) c?
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After exchanging r and 7/, this expression can be rewritten as,

2

V x —%s(r,w)] G'(r',r,w)=6(r—7'), (2.72)

[V X )

where we have used the relation®,

p(r,w)

1 w?
[V X u(’r,w)v X —ge(r,w)]

1 w?
= [x% X % - ge(r,w) : (2.73)
ij ji
Now comparing (2.72) with the original defining equation for the reciprocal Green’s tensor

(2.68), we find that, for reciprocal media, Lorentz reciprocity [66, 67| holds,
GL(r',r,w) = Gu(r',r,w) = Gy(r, 7', w), (2.74)

or equivalently,

G'(r',r,w) = G(r,r,w). (2.75)

To better understand this physically, we consider a point source at position r; with orientation
e; giving rise to an electric field at observation point at position r, with orientation e;. The
component along the direction e, at position 7o is given by ey - G(rg, 71,w) - €;. Lorentz
reciprocity tells us that the reverse situation, with exchanged positions and orientations, is

also connected by the same Green’s tensor, ey - G(7ry,71,w) - e; = e; - G(7r, 72, w) - €.
) ) ) ) b

However, when we extend our consideration to include non-reciprocal media defined by
Helmholtz equation (2.62), we are unable to make the same arguments. In analogy with the
reciprocal case, the non-reciprocal Green’s tensor must be the left-inverse of the Helmholtz

operator as well as the right-inverse,
w? ,
G(r,r w [ NSV g] - z,uow/d% G(r,s,w)-Q(s, 7", w)=4d(r—7"). (2.76)

By the same reasoning as the reciprocal case, after exchanging r and »’ the first term can be

rewritten,

2
Gij(r',rw [x% xV - —] = [V x V x —%] Gl(r', r,w). (2.77)
gk kj

!The first term of the left hand side can be written using index notation as akekw—lamemﬂ and the first
term of the right side is €00t €0pi0p. Making the index replacements p — k, 0 — [ and n — m in the
right hand side and rearranging, these expressions can be shown to be equivalent.
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Figure 2.1: Figure adapted from [4]. Distinction between bulk G(® and scattering G
Green’s tensors for piecewise homogeneous media.

However, we cannot do the same for the second term, since Q;;(r,s) = Qji(s,r) does not
necessarily hold for non-reciprocal media. Therefore, we deduce that Lorentz reciprocity does

not hold for non-reciprocal media,
Gy, mw) = Gu(r', r,w) # Gy(r,r',w). (2.78)

Physically, this means the Green’s tensor that connects a source at position r; with orien-
tation e; with the induced field at position 5 with orientation e, is not the same Green’s
tensor that connects the source and field in the reverse situation, with the positions and

orientation exchanged, e; - G(rq, 71,w) - €1 # €1 - G(r1,13,w) - €.

Lorentz reciprocity is the defining difference between non-reciprocal and reciprocal media,

and is a property that will be extensively used in later chapters.

Piecewise media

In later chapters, we study environments made up of piecewise homogeneous bodies, in which
we can assume that e(r,w) and u(r,w) are piecewise constant functions of position. We
divide the volume of interest into homogeneous regions V;, with corresponding permittivity

and permeability functions ¢;(w) and p;(w), as in figure 2.1.

If the field point 7 is in the region V; but the source point =’ is not, then §(r — ') — 0,
so the left-hand side of the defining Helmholtz equations, (2.62) and (2.68), are zero. The
solution of the homogeneous Helmholtz equations is known as the scattering Green’s tensor
GO (r,r w).



CHAPTER 2. MACROSCOPIC QUANTUM ELECTRODYNAMICS 21

If instead both r and 7 are in V;, then the Helmholtz equations are inhomogeneous, and a
particular solution must be added to G to reach the full solution. The particular solution
is chosen to be the case when V; would extend over all space, and is called the bulk Green’s
tensor GO (r, 7', w). For a piecewise homogeneous system, the full solution can be written
as,

G(r,r w) =

{G(o)(r7f,1',w) +GW(r,r w) forr € Viandr' €V, (2.79)

GO (r,r w) forr € Viandr' ¢ V;

So, G describes the field at 7 as if it had been induced by a source at 7’ if all space was
filled with the homogeneous material making up V;. G then gives the field contribution due
to reflection at and transmission through regions with different magneto-electric properties.

These two contributions are represented in figure 2.1.

In the rest of this work, we will be considering setups consisting of a single homogeneous
body in a vacuum where both the source and observation points are in the vacuum. This
means that G (r,r’,w) will be the free-space Green’s tensor given in appendix B.1, and
G (r,r',w) will be determined by the geometry and material properties of the body in

question.

2.2.2 Integral relations

In this section, we derive two important integral relations that will be useful in later chapters.
The first is one that holds for “simple” reciprocal media only, and the second also holds when

more “general” non-reciprocal media are considered.

Reciprocal Media

"2 reciprocal media

Beginning with the defining equation of the Green’s tensor for “simple
(2.13) for G(s,r’',w), multiplying by G*(r,s,w) from the left and integrating over s we

obtain,

1 w?

/d3s G*(r,s,w) - [Vs X mvs X —ga(s,w)] G(s, v \w) = /d3s G*(r,s,w)d(s — ')

= —/d?’sG’*(r s,w) x%s : ;Vs X +w—2€(s w)| G(s,r’",w) =G*(r,r",w)
Y Y M(S’w) C2 Y Y Y Y ) 7

(2.80)

2As explained at the beginning of section 2.1.1, we have defined “simple” media to be magnetodielectric,
local (2.64) and isotropic (2.65) with zero cross-susceptibilities & = 0 = &,.
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where we have integrated by parts and made use of the Green’s tensor’s defining boundary
condition (2.14). Taking the complex conjugate of (2.71) for G(r, s,w), multiplying with

G(s,r’',w) from the right and again integrating over s we find,

2
/d3s G (r,s,w [x% (5.0 -V x —l—i—Qs*(s,w)] G(s,r',w)=G(r,r,w), (2.81)

where again we have applied partial integration and the boundary condition (2.14). Now
subtracting (2.80) from (2.81) we obtain,

—/d3s {% [G*(r,s,w) X %s] [V x G(s, 7, w)]

—W—Ime(s w)G*(r, s,w) - G(s,r’,w)} =ImG(r,r',w) (2.82)

2
where we have used Im z = (z — 2%)/(24).

We can use this result to derive an integral relation for the coefficients G, and G,,,, defined
by (2.37) and (2.38) respectively. We calculate,

1
G.(r,s,0) GT(r s,w) = = " Tme(s,w)G(r, s,w) - G (1, 5,w), (2.83)

c* meg

where we have made use of Lorentz reciprocity (2.75), and

Gn(r,s,w) G (r' s,w)
= —W—in [G(r,s,w) X SS] Ve x G*(s, 7", w)] (2.84)

c? meg |p(s,w)|?

T

where we have used [G* (r', s,w) X %s] = —V, x G*(s,7',w) for reciprocal media®. Sum-
ming these results and differentiating over s before comparing with the complex conjugate
of (2.82), we can see that,

Z /d3sG,\ r,s,w) -Gy (r, s,w) = hMO WIm G(r, v, w), (2.85)

A=e,m

where we have again made use of the identity eoug = ¢~2. This relation will be made use of

later on in Chapters 3 and 5.

T
3This can be verified using index notation: {G(r,r')x%’} = [Gij(r,r’)eiejxakek]T =

T
[Gij(r,r’)(")ksjkleiel} = Gi;j(r,r")0kejneie; = —0kerjGji(r',m)eje; = =V’ x G(r',r) where we have
used €, = €xj; and Lorentz reciprocity means that G;;(r, r') = Gji(r’, r) for reciprocal media.



CHAPTER 2. MACROSCOPIC QUANTUM ELECTRODYNAMICS 23

Non-reciprocal media

We now begin with the general Helmholtz equation for the Green’s tensor (2.62),

2

V x V x _w_] G(r,r' w) — z',uow/d?’sQ('r, s,w) - G(s,r,w)=8(r—7"). (2.86)

c2

where @ is defined in (2.63). It is useful to rewrite this expression as,

H-G=1I, (2.87)
where we have defined the Helmholtz operator H and the Green operator G’, respectively,
as,

2
(r|H|r') = [V x V x _o:_?] o(r —r') —ipwQ(r,r' w), (2.88)
(r| G |r') = G(r,7",w), (2.89)
and 6(r — ') = diag(1,1,1)0(r — ’). As in the reciprocal case, the fact that the Green’s

tensor is the right-inverse of the Helmholtz operator means that it is also the left-inverse,
G- H=1 (2.90)

If we multiply this expression from the right by G' and multiply the hermitian conjugate of

this expression from the left by G and subtract those from each other, we find,
G.H.G-G G H.G-C (2.91)
G <H . ﬁ*) Gi=G -6 (2.92)

We now need to write this expression in coordinate space. Beginning with the right hand
side of (2.92),

w & -Gy = (]G (Gl
=G'(r',r,w) — G(r,r',w)
=—2iImG(r,r’" w), (2.93)
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where we have made use of the definition of general imaginary part of a tensor field (2.51).
We now look at the expanded left hand side of (2.92), split into,

G

s'>>T

w2
Ve X Vex ——|I- G'(r', s, w)
c

(r| G- H G| :/d3s/d3s’ (r|Gls) (s| H|s) ((r'

:/dgs/d?’s’G(r,s,w)-

- iuow/d3s/d3s’G(r, s,w)-Q(s, s, w)-Gi(r' s w), (2.94)

and

(r|G-H"-G'|r') —/dgs/dgs’ (r|G|s) <<s' G

PTI|.9>)Jr (<’r" s/>>T

:/dSSG(’I‘,S,UJ)- Vs X Vg X —i—zl I-G'(r', s w)

+ iuow/d3s/d3s’G(r, s,w)-Qi(s s,w) - Gi(r' s w). (2.95)
Subtracting these from each other we obtain,
(r| G- <IEI — lﬁIT> . GT |7")
= —iuow/d3s/d3s’G(r,s,w)~ [Q(s,s’,w) +QT(8/,S,W)} -Gl(r', s w)
= —2i,u0w/d3s/d33’G(r, s,w) Re[Q(s,s',w)| - GI(r', &, w), (2.96)

where we have made use of the general definition of real and imaginary parts of a tensor
(2.50). Now equating (2.93) and (2.96), we reach the integral relation,

/d3s/d3s’G(r,s,w) ‘Re [Q(s,s',w)] - G(r',s',w) =Im [G(r,7",w)], (2.97)

in agreement with [65]. This relation will be made use of in Chapter 4.

2.3 Summary and Conclusion

In this chapter, we have provided an overview of the quantization of the electric field in the
presence of “simple” reciprocal media, and also covered how the method must be adapted
to include more “general” non-reciprocal media. We then established the equivalence of the

ways that the Green’s tensor are defined for each medium type, before looking at a few of
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its properties that we will make use of later. In the next chapter, we investigate a system

of two bodies near a reciprocal environment and look at how the environment can affect the

rate of energy transfer between them.



CHAPTER 3

Two-body RET in a Reciprocal

Environment

In this chapter, we look at two-body resonant energy transfer (RET) and how macroscopic
environments can affect the rate of this interaction. We focus on how the system is affected

11

by “simple”! reciprocal media only in this chapter (see subsection 2.1.1).

In order to determine a formula for the rate of energy transfer, we begin with the calculation
of the matrix element, firstly via standard perturbation theory and then the alternative
method of canonical perturbation theory, demonstrating that the same result is obtained
for each. Macroscopic QED is then applied to the Fermi Golden Rule to reach a formula
for the rate of energy transfer between two bodies in an arbitrary macroscopic environment

consisting of reciprocal media.

As a demonstration of some proof-of-principles, we then calculate an analytic expression for
the rate of energy transfer between two bodies in a vacuum, including the retarded and
non-retarded limits. We also provide analytic expressions for rate of energy transfer between
two bodies in a colinear arrangement near a semi-infinite half-space in the retarded and

non-retarded limits.

1 As explained at the beginning of section 2.1.1, we have defined “simple” media to be magnetodielectric,
local (2.64) and isotropic (2.65) with zero cross-susceptibilities & = 0 = &s.

26
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Figure 3.1: System of two two-level atoms/molecules transmitting energy through the elec-
tromagnetic field due to resonance energy transfer. The donor begins in an excited energy
state and the acceptor in the ground state. Energy is emitted from the donor, transmitted
through the field and absorbed by the acceptor which becomes excited.

3.1 Calculation of Matrix Element

This section focuses on the calculation of a general expression for the matrix element for
the process of resonance energy transfer between two bodies, which will then be used in the

Fermi Golden Rule to obtain a formula for the rate of interaction.

We consider the simplest RET system, made up of two two-level atoms/molecules, a donor
and an acceptor. Energy from the donor is released via spontaneous decay and transferred to
the acceptor via the transmission of a virtual photon, as shown in figure 3.1. Such a system

is modelled by the Hamiltonian,

H = Hy + Hiy
= Hy+ HY, + HP,, (3.1)
where
HO = Hrad + Hrélol + HBO“ (32)

H..q is the Hamiltonian of the radiation field, anol is the Hamiltonian of the molecule £ for

which we assume that the eigenstates are known, and,
Hy = —de - E(re), (3.3)

where cig is the transition dipole moment of molecule ¢, and E (r¢) is the electric field at the

position, 7, of the molecule . The initial and final states of the system are chosen as,

i) = |ep, ga; 0), |f) = |gp,ea;0), (3.4)

where gp(ga) denotes the ground state of the donor (acceptor), ep(es) the excited state of
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the donor (acceptor) and 0 the ground state of the electromagnetic field.

The aim of this section is to calculate an expression for the matrix element for this interaction
that can then be applied to the Fermi Golden Rule to obtain the energy transfer rate. We
will first use the conventional method in section 3.1.1, which is second-order perturbation
theory, and then apply an alternate method in section 3.1.2 which makes use of canonical

transformations. We will see that both methods produce the same end result.

3.1.1 Standard Perturbation Theory

Here, we find the matrix element for the resonance energy transfer process between two
bodies using standard perturbation theory [68, 69]. A single RET interaction involves two
light-matter events, namely the emission of the virtual photon from the first molecule, and
the absorption of the photon by the second. Since the interaction Hamiltonian (3.3) is linear
in the electric field operator, we must have at least two actions of H;,; to link the initial and
final states, meaning we require at least second-order perturbation theory. Therefore, the

matrix element is [68],

(f| Hing [I) (I] Hing |2)
M .
E E L, , (3.5)

summing over a complete set of intermediate states I. Due to the linearity of Hjy in ci, only

two types of intermediate states contribute,

1) = |gp, 9a; 1¥) , 1I5) = |ep, ea; 1p) . (3.6)

The first intermediate state type, |I1), corresponds to the resonant interaction depicted in
figure 3.2a, where the excitation is transmitted through the field while both molecules are
in their ground state. In this instance, the donor emits energy, it is transferred through the
field, and then absorbed by the acceptor, and is therefore energy conserving in each step.
However, for the second type of intermediate state shown figure 3.2b, |I5), the excitation is
transmitted through the field while both molecules are excited, which means an additional
excitation is generated in the system during the intermediate step. This process is not energy
conserving in all steps, and is therefore known as the off-resonant interaction. However, the
violation of energy conservation is rectified at the final step, meaning the overall process is

allowed.

We begin by considering only the energy denominators of the matrix element contributions.

For the initial and final states, the field is in the ground state and the energy comes from the
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(a) Resonant interaction.  (b) Off-resonant interaction.

Figure 3.2: The two possible time-orderings for two-body resonant energy transfer.

molecular excitations only,
E,=E., +E,, Ey=FE, + E.,. (3.7)

For the resonant intermediate state, both the molecules are in the ground state, and the field

contains a single photon, so the energy is calculated to be,
E; = Ey, + E,, + hck. (3.8)

We therefore find the energy denominators for the resonant and off-resonant time-orderings

to respectively be,

E;— E;, = E., — E,, — hck = E., — hck, (3.9)
E; — By, = E,, — E., — hck = —(E¢, + hck), (3.10)

where we have defined E., = E., — Ey, as the transition energy between the molecular
excited and ground states. We can therefore rewrite the matrix element by splitting the two

time-orderings, giving us,

Mfi _ Z <f| Hint ’[1> <11’ Hint ‘Z> + <f’ Hint ’[2> <I2‘ Hint ‘Z>

A1
hek — Eey hek + B ’ (3:11)

11,12
where the sum is over all accessible photon modes for each of the intermediate step type.

Now considering only the first term in the numerator of the resonant time-ordering, we can



CHAPTER 3. TWO-BODY RET IN A RECIPROCAL ENVIRONMENT 30

substitute in the definition of the interaction Hamiltonian via (3.3) to obtain,

(f| Hins | 1) = (gD, e; 0| — dp - E(rp) — da - E(ra) gD, ga; 1r)
= — (goldp |gp) (ealga) - (0| E(rp) [1r) — (gplgp) (eal da |ga) - (0] E(ra) |1r)
= — (ealda |ga) - (0] E(ra) 1¥) , (3.12)

where we have used that <g§‘e§> =0 and <g§} g§> = 1 for orthogonal molecular states e and

ge- We note that the above can be rewritten as,
(f| Hu [1) = (f] = da - E(ra) |L) = (f| Hiye 1) - (3.13)
Similarly for the second term in the resonant time ordering numerator we find that,

(| Hin |i) = (gp, 9a3 1p| — dp - E(rp) — da - E(r4) |ep, ga; 0)
= — (goldp lep) (9alga) - (1e| E(rp) [0) — (gplen) (9al da |ga) - (1r| E(ra) |0)
= — (9ol dplep) - (1e| E(rp) |0)
= (L] Hip, |7) - (3.14)

Combining (3.13) and (3.14) we find that we can write the resonant component of the matrix
element (3.11) as,

‘ (I Hige | 1) (1| Hi [7)
Mrgs — 1mn m . '1
=2 E., — hck (3.15)

I

Using the same reasoning for the off-resonant contribution of (3.11) we find that,

M})ff _ Z . <f| ngt |IQ> <IZ| Hlﬁt ‘Z> (316)

- Eq + hck ’

which combined with (3.15) gives us a formula for the matrix element for two-body resonant

energy transfer,

(f| Hine [T) (L) Hiy 3) (| Hp |T) (Do Hiy |7)
M i — _ 1m 1mn 1mn 1mn 317
n=2 hek — B By + hek (3.17)

I,I2

This can alternatively be written as,

HA HP HD gA
M = — int*"int int*+int . 1
a ;U\ (hck—Eeg+hck+Eeg> i) (3.18)
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where we have used ), |I) (/| = 1. This is in agreement with [68], and we will make use of

this form in section 5.1.

3.1.2 Canonical Perturbation Theory

An alternative method for calculating the matrix element of an interaction involves the use of
canonical (unitary) transformations. These are operations that satisfy UUT = 1 [68, 70]. In
this work, we restrict our discussion to transformations of the form e*® where S is a Hermitian

operator, which act on the generalized coordinate ¢ and conjugate momentum p via,

Gnew = eiSqe—iS7 Pnew = eiSpe—iS7 (319)

and preserve the commutator relation [q, p] = ih, as can be easily demonstrated,
[Guews Prew] = €°[q, ple™™ = ihe™e™™ = ih. (3.20)
A new Hamiltonian is then obtained in the same way,

Hyow = € He™™. (3.21)

We are aiming to create a new effective Hamiltonian that encodes the information for the
two one-photon interactions into one term, so this new coupling term will be second order in
the electric dipole. We express the Hamiltonian as H = Hy + H;, where H;, = Hﬁlt + HP,

and perform a unitary transformation via (3.21),

o0

i —i Lo
Hyw=c¢€ SHe S = ZO o [ZS, [0S, H]]
1
= Hy + Hiy + [iS, Ho) + [iS, Hiy] + 5 45, [iS, Hol| + ..., (3.22)

where S is assumed to be first order in the electric dipole moment. We seek a Hamiltonian
of second order in Hj,, (and thereby ci), so we eliminate the first order H;,; term by choosing

[iS, Hy] = — Hiy- This leaves, up to second order in the electric dipole,
L.
Hnew = HO + 5[@5, Hint]- (323)
From our chosen definition of the generator, for initial state |M) and final state |N') we have,

(N|[iS, Ho] [M) = (N|iSHy |M) — (N| HoiS |M) = (Ex — Ex) (N|iS M), (3.24)
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where we have used Hy |M) = Ey |M) and Hy [N) = Ex |N). We therefore have a definition

of the generator S,
. (N Hing | M)
N M)=-————"-—=-

that we can use to calculate the expectation value of the new second order interaction term,

(3.25)

1 , 1
> (N1 [iS, Hi] M) =

:% S ((NViS |1) (I] Hy |M) — (N| Hiyg |T) (135 | M)

1 1 1
S N| Hie |I) (1| Hip |M , o (3.26
2%( | Hing 1) (1] Hin | >(E1—EN+E1—EM) (3.26)

where we have used ), |I) (I| = 1.

Now applying to two-body resonant energy transfer using initial and final states (3.4) and

intermediate states (3.6) we find,

1

1 1 1
— ) Hin )y = — — Hin I ] Hln )
3 (1S Hid 19 == 5 3 (1 Ho 1) 1 o ) (EII_EﬁEh_Ei)

1 1
Hin I I Hin )
(7] i 1) {15 t|l><E12—Ef+E12—Ei>

1 , 1 1
- 52 (1 Hins [12) (D] Hing |7) (hck:—Eeg + hck—Eeg>

1,12

. 1 1
+ (f| Hins [ 12) (Io| Hins |4) <hck +E T ek + B )
eg €g

o (f1 Hine [ 1) (L] Hine [2) | (f] Hing [T2) (To| Hin |4)
== [ hek — By * hck + Eey ] - 321

Iy,12

We note that this is in agreement with (3.11), meaning we achieve the same matrix element
(3.18) using this method, showing its validity as an alternative to standard perturbation
theory. In this situation this method does not offer any advantages over the standard method,
but we will see in chapter 5 that this method can be extended for use in three-body resonance

energy transfer to significantly reduce the computational complexity of the calculations.

Now we have a general expression for the matrix element for two-body resonance energy

transfer, we can focus on including the influence of a macroscopic environment into our
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description. This can be done via macroscopic QED, a theoretical framework introduced in

chapter 2.

3.2 Rate of Energy Transfer in Reciprocal Media

In this section, we apply macroscopic QED (see chapter 2) to the general expression for
the matrix element calculated in the previous section. This allows us to express the ma-
trix element in terms of the Green’s tensor (see section 2.2), incorporating the effects of a
macroscopic reciprocal environment. We then apply this to the Fermi Golden Rule to find

an expression for the rate of energy transfer between the two bodies.

3.2.1 Applying Macroscopic QED

We begin by considering only the numerator of the resonant (first) term of the matrix element,
(3.18), and, combining with the definition of the interaction Hamiltonian (3.3), we rewrite

as,

(FIHMHR i) = (g0, ex:0] (da - B(ra)) (do - B(ro)) lep, 91:0)
= (ealdalga) (01 E(ra) - B(ro) |0) (g0l dp len) (3.28)

where we have separated the molecular and field terms. We now incorporate the effects
of a reciprocal medium by employing macroscopic QED. More specifically, we do this by
expressing the quantized electric field via (2.36), which accounts for a reciprocal macroscopic

environment. Substituting this into only the field term of the resonant numerator (3.28) we
find,

(0| E(ry) - E(rp) |0) = O|/d3 /d3 / dw/ dw’

AN
X [G,\(’I‘A, s,w) - f,\(s7w) + GJI\(TA, S,w) - fi(s,w)}
fuls o) + Gl ro, ') - Flu(s',)] 10)

) -
_Z/d3 /d3 ’/ dw/ dw' (0] [GA TA, S,W) f/\(s,w)~G,\/(7'D,s’,w’)~f,\/(s,w’)

AN

|:G)\/ TD, S w’

~

+ Gy(Ta, 8,w) - f,\(s,w) . GT\,(rD,s’,w’) . Ai,( !
+G;(TAa S7w) : A)T\(Saw) : GA’(TDv Slyw/) : f)x’(slaw/)

w
€
—

+ Gl(rp,8,0) - fl(s,w) - Gl (rp, 8, W) - Fl.(s', )| ]0) . (3.29)
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Since the initial and final field states are the same, we know that terms that contain two
creation or two annihilation operators will not contribute. Only terms that contain both a
creation and annihilation operators will contribute, allowing the elimination of the first and
fourth terms of (3.29). We can also use the fact that the annihilation operator acting on
the ground state gives zero, shown in equation (2.24), to eliminate the third term of (3.29),

leaving us with the second term only,

(0] E(ry) - E(rp) |0) :Z/d33/d33’/000 dw/ﬂmdw'

AN

x (0| Ga(ra, s,w) - fa(s,w) - Gl (rp, 8',w') - Fl.(s',0/)[0). (3.30)

Substituting this back into (3.28) we find,

(| HAHE, 1) = (eal da lga) (01 S / & / P / e / o
0 0

AN

XG(Ta, 8,w) - fa(s,w) - Gl (rp, 8", ') - f1,(s', ') |0) (gp| dp |ep) . (3.31)

We define,

d' = (eldlg), d'={(gld]e), (3.32)

allowing us to rewrite as,

:Z/dgs/dgs’/ dw/ dw’dAL-GA(rA,s,w)
0 0

AN
x (0] fa(s,w) - fl.(s',&) |0) GL, (rp, 8, ') - d,. (3.33)

Using (0] fa(s,w) - fi,(s’,w’) |0) = davd(s — 8')d(w — ') (see subsection 2.1.1) we obtain,

= Z/d?’s/d?’s'/ dw/ dw' d) - GA(r4, 8,W)0(s — 8)0(w — )G (1, 8/, 0') - di
0 0

AN

= Z/d?’s/ dwd), - G\(ra,5,w) - Gl(rp,s,w) - dy,. (3.34)
X 0

We now make use of the completeness relation for reciprocal media (2.85),

S /dgsGA(r,s,w) LG 8w) = 0 T Gl ), (3.35)
T
A=e,m
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to rewrite our expression as,

~ Moh [T
(f| HA HP |i) = %/0 dw*dy - Im G(ra, Tp,w) - dfy. (3.36)

int**int

So we can now express the resonant contribution to the matrix element as,

HA HDP
MEes — int ~~int :
fi E :<f| hcp_Eeg Z>
p
00 2 Im G
_ o [T gt oG A W) (3.37)

™ Jo W — W

where we have made the substitutions hicp = hw and Eeg = hwp.

We can apply a similar method to the off-resonant contribution to the matrix element, M}?ZH,

where we again initially consider only the numerator,

(f| HOH, i) = (ep| dp [gn) (0| E(ry) - E(rp) |0) (ga| da lea) .
=d}, (0] E(ry) - E(rp)[0) d}. (3.38)

Once we have substituted in the electric field expression (2.36), we can use the same reasoning
as before to eliminate terms that do not contain both a creation and annihilation operator,

as well as terms containing f |0). This leaves us with,

by =Y [ &' [@s / o / 0

AN
x db - Gy(rp, 5,w) (0] £(s,w) - F1(s',w)|0) Gl (4, s, ') - dl

:Z/d3s/ dwdy, - Gy(Tp, s,w) - GL, (14, 8',0') - d),
0

AN
_poh [
™ Jo

dww?dly - Im G(rp,mp,w) - d)y, (3.39)

where we have again made use of the completeness relation. We therefore obtain an expression

for the off-resonant component of the matrix element,

HP HA
Moﬁ - _ E int*fint | .
fi p <f| th+Eeg Z>
> ’ImG
_ o [T gl oG e ) (3.40)
™ Jo w +CL)0

where we have again made the substitutions ficp = hw and Eez = hwy.
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Now we have expressions for both components of the matrix element in terms of the functions
Jo* dw [w? ITm G(r, 7', w)] /(w £ wp). We can apply complex contour integration techniques to
solve integrals of this form, but first we need to rearrange the integrals to a more convenient

form. For an integral of the form,

0 2 /
/ dw? ImG(’r,r,w)’ (3.41)
0

w E wo

we can use the relation for the imaginary part of a function,

1

Im f(w) = 5-[f(w) = fF(W)], (3.42)
so the frequency integral can be written as,
L w W [G(r, 7", w) — G*(r,7",w)] (3.43)
21 J, w £ wy T T ' '

This can be re-written by use of the Schwarz reflection principle (2.70) for real w, f*(w) =
f(=w") = f(—w), as,

1 [ w?

% . w7 " [G(r, 7", w) — G(r,r',—w)]. (3.44)

Finally, we use the identity fab f(=x)dx = — f:; f(x)dx to rewrite the integral as:

00 2 ! o0 2 ! - 2 '
/ g ImG(r, 7 w) _ l [/ dww _/ de] . (3.45)
0 0 0

w £ wy 21 w £ wy w F wy

Applying this to our expressions for the matrix element components, (3.37) and (3.40), we

get,

00 2G —00 2G
Mﬁ=~&ﬁg/ﬁmw m““m—/ PR USLAL] TR ET
2mi 0 W — Wo 0 w + wo

271 w 4+ wo w — Wy

0o 2 —00 2
Mﬁ:~&%-/<m“Gm”””—/ do GO T | gy
0 0

These frequency integrals can be evaluated by means of contour integration, which is done

in the next subsection.
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(a) Contour before pole shift. (b) Contour after pole shift.

Figure 3.3: Contour integration in a single quadrant. (a) shows the pole at wy on the real
axis, and (b) shows the pole after it has been shifted by ie so that it is completely inside the
closed contour.

3.2.2 Contour Integration

The frequency integrals in (3.46) and (3.47) have poles on the real axis at +wg, which pose
a problem when attempting integration around a closed contour along the real axis. To
overcome this, we let the eigenenergies of the atom take on a small imaginary part which
shifts them into the upper or lower half of the complex plane (see figure 3.3). This means
that the poles become +(wy + i€) which allows the frequency integrals to be evaluated using

complex contour integration |71, 72].

To do this, we begin with the first term of the resonant contribution to the matrix element
(3.46),

o] 2
/ g G T, ) (3.48)
0

w — (wo + i€)
where the pole has been shifted into the upper half of the complex plane. We extend the
integration along the w axis by a quarter arc at w = a up to the imaginary axis and then
downward to the origin to form a closed contour in the complex plane as in figure 3.3. The

integral of the closed loop can then be parameterized as,

f%d -/ d“%

ia f(<) ([ f(i€)
A ST R = me

where we have set f(w) = w?*G(rs, rp,w). Since the Green’s tensor vanishes at infinity [4],

lim G(r,r",w) =0 for r#7’, (3.50)

w—o0
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the quarter arc integral vanishes as a — co. So,

B ()N A ) B A 3
ﬁZ—(Wo—FiE)d _/0 d w—(w0+ie)+ /oodfig—(woﬂ'e)‘ (3:51)

Since the Green’s tensor is an analytic function in the upper half of the complex plane (see
section 2.2.1), we can make use of the Residue Theorem, which states that the value of a

integral around a closed loop is equal to the sum of the residues of the function at the enclosed

7{) ZF_(ZZ)0 dz = 2mi Z Res (ZF_(ZZ)O) = 27 Z F(zp). (3.52)

poles poles

poles,

Therefore, the above closed integral is equal to the residue at the pole wy + ie. As a result,

/0 dww—(wo+i€)+ Ldiig_(wo+i€) 2mif(wo + ie). (3.53)

We now let the infinitesimal € tend to zero and rearrange to obtain an expression for the first

integral term in (3.46),

00 2 00 F¢\2 )
/ g G(ra,Tp,w) _ z/ de (€)°G(ra, T, i) + 2miwi G (Ta, T, Wo). (3.54)
0 0

w — Wy 1€ — wo

Similarly for the second integral term of (3.46), we extend the integration by a quarter arc at
w = —a up to the imaginary axis and then downward to the origin to form a closed contour.
We set f(w) = w?G(ra,rp,w) and parameterise in the same way, noting that the quarter

arc integral vanishes as a — oo giving,

B 1O NP R (C) B L (G B
ﬁz+(wo+ie)dz_/o : w+(wo+ie)+ /oodgif—i-(wo—i—ie)' (3.55)

In this case, the pole is at (—wy — i€) so is in the lower half of the complex plane, meaning

it is not enclosed by the contour. Therefore, the closed contour contains no poles, so,

- fw) [° @
/O dww—+z/ ANV} (3.56)

(wo + ie€) o1&+ (wo + i€)

Also setting € — 0,

/0 h de“)O _ /O e 208 (3.57)

W+ w 1€+ wy’
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we find that the second integral term of (3.46) can be written as,

/_OO dw W2G(TA,TD, / é- 25 TA,TD,Z.g)' (358)
0 W+ o i€+ wo

Combining these two integral terms, (3.54) and (3.58), we obtain an expression for the

resonant component of the matrix element (3.46),

res __ ﬂ T > . G(rAarDvig) N G(rAer7i§> 1

+ 2miwid), - G(ra, D, W) - dE)

_ 5_7(;(11. (/ d¢ €2 G(TA,TD,Z@

+ 21w G (ra, T, wp) | - di. (3.59)
0 +f

We repeat the same steps for the two frequency integrals that make up the off-resonant

component of the matrix element, (3.47). For the first integral,

o) 2
/ g -G rparasw) (3.60)
0

w+WQ+i€

we extend the integration along the w axis by a quarter arc at w = a up to the imaginary
axis and then downward to the origin forming a closed contour, and note that the pole at
(—wp — i€) is in the lower half of the complex plane, and so not enclosed by the contour. We
therefore find,

e8] 2 G QG
/ dw w ('T'D,’I"Af w) — Z/ dg (Z§> (TD,T'A,Z€> (361)
0 W+ wp + i€ 0 i€ +wo
For the second integral of (3.47),
/ g -G DA ) (3.62)
0 W — Wo
we extend the integration by a quarter arc at w = —a up to the imaginary axis and then

downward to the origin forming a closed contour, and note that the pole at (wy+i€), although
in the upper half of the complex plane is not enclosed by the contour, since the pole is positive

in w and the contour encloses only negative values of w. We can therefore rewrite the integral

/—oo o wQ G(rD,rA,w) _ Z/ df (Z,S)QG(’I‘D,T‘A,Zf) (363)
0 0

w — Wy i€ — wo

as,

These two integral terms, (3.61) and (3.63), can be combined to give an expression for the
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off-resonant component of the matrix element (3.46),

M}){f — _& dl],) . 7//0‘00 df (Z€)2 [G(TD7TA7Z.§) . G(TD,’T‘A,Zf) . dg

271 Zf + wo Zf — Wp
= 1o gl -/OO dE € G(rp, T4, i€)—2— . d,. (3.64)
2r P J, T R 4 &2 A

We are now able to sum the resonant and the off-resonant components of the matrix element,
(3.59) and (3.64), to find the full matrix element,
Mfz‘ = —Mowgdg . G(T‘A, 'I"D,u}o) . dié

_ Mo Dodg wot”
27 J, w + &2

<dg - G(rp, T, i) - diy — dYf, - G(1rp, TA, 0€) - d;) . (3.65)

Since in this chapter we are focusing on reciprocal media, we can make use of Lorentz

reciprocity (2.74),
dg - G(ra, D, W) - diD = diD - G(rp, T, W) - dg (3.66)

to see that the second term of (3.65) disappears, and we can rewrite the total matrix element
as,
My = —pows d;& - G(ra, D, W) - d%. (3.67)

We now use the matrix element (3.67) in the Fermi Golden Rule [68] to calculate the energy

transfer rate,

2
Ly = f|Mfi|25(EI — Ey)

2 2, .4
L0 d) - Glra, o, w) - db (3.68)

The physical interpretation of this rate formula when read from right to left is that the donor
dipole relaxes (d¢D), transmits its energy to the acceptor dipole (G (ra, D, wo)), which excites

(dg), and then the reverse process happens.

This general formula for two-body RET is in agreement with the literature, e.g. Refs. [13, 73],
and can be applied to any arbitrary (reciprocal) macroscopic environment for which the
Green’s tensor is known. In the next section, we demonstrate how this formula can be

applied to simple environments as a proof-of-principle.
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3.3 Results

The rate formula (3.68) is applicable to any external environment, but in this section we focus
on two simple examples, a vacuum and a semi-infinite half-space, to allow us to write down
simple Green’s tensors in position space (i.e., without using an angular spectrum representa-
tion). However, we emphasize that this formula could be used to calculate interactions within
far more complex systems using numerically calculated Green’s tensors, including proteins
and other biological systems [74]. In these types of systems, the dipole moments are often
randomly oriented, necessitating the calculation of the rate averaged over all possible dipole

alignments. We therefore make the replacement (see, for example, [75]),
i L 1 2
dA/D®dA/D—>§]dA/D\ I (3.69)

where ® is the outer product and I is the 3 x 3 identity matrix. Applying this to (3.68), we

obtain a formula for the isotropic rate for two bodies in a reciprocal environment,

27 oWy

Fiso —
9h

|dal?|dp|* Tr [G(ra, Tp,wo) - G*(Tp, Ta, wp)] - (3.70)
Now, for environments where the form of the Green’s tensor is known, it can substituted into
this expression to explore how the positions of the two molecules and the properties of the

medium influence the rate of energy transfer.

In this section, we look first at the simplest possible environment, a vacuum. The Green’s
tensor that describes free space is sufficiently simple that an analytical expression for the
rate of interaction between two bodies in a vacuum can be found. We will also examine the

intermolecular distance dependence of the rate in the near-field and far-field limits.

We will also look at an environment made up of a semi-infinite half-space in a vacuum.
The Green’s tensor for this setup is more complicated, and in order to calculate an analytic
expression for the rate, we are required to simplify the system by specifying the arrangement
of the bodies with respect to each other and the half-space, and also imposing near-field or
far-field limits. The behaviour of the rate can be examined outside of these conditions by
way of a density plot, allowing us to see how the rate is affected by the positions of the bodies

in two dimensions.

3.3.1 Vacuum

We first consider an environment made up of only free space. The Green’s tensor that

describes this is well-known and is given in appendix section B.1. To simplify things, and
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without loss of generality, we can place the two dipoles on the z-axis which will be henceforth
be referred to as a “colinear” arrangement. Therefore, the separation vector, p = r — 7/,
becomes p = (0,0,z — 2’) and we can define the intermolecular distance, p = |p|, and the
separation unit vector, e, = p/p, respectively as p = |z — 2’| and e, = (0,0,1). We will
calculate analytical expressions for the rate of energy transfer using the full vacuum Green’s

tensor, and also with near-field and far-field limits applied.

Full Vacuum Rate

We begin with the full vacuum Green’s tensor (B.1) applied to two bodies at different points

on the z-axis,

| 100
0.C) (s 1 Peiele wp  (wp)®
GO (p )= L1 &P (%P 10
drw?p3 c c
00 1
A [0 00
—[3—32'%—<%>] 00 0], (3.71)
C C
00 1

where C references the colinear arrangement. Renaming the first square bracket A and the

second B, we can rewrite the above in the much simpler form,

2 iwp/c
G(O’C)(r,r',w) __Ce e/

A0 0
- 3.72

A-B

where we find A — B = 2(iwp/c — 1). We can then calculate,

A AA* 0 0
G(Ovc) . (0,C)= — ¢ *
(ra,rp,wo) - G (rp,Ta,wWo) 1672w f 0 AA 0 ,
0 0 (A-B)(A*— B

(3.73)
Substituting this into the rate equation(3.70) we get,

2.4
[iso.C — —gggﬂ|dA|2|dD|2[3AA* + BB* — (AB* + BA")|

2 4 2,2 4
i 9 o [ 3¢ cfwy o wy
= ——|da|*|d —+ — |- 3.74

Sohr |41 10| (p“ p! +p2> 3
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We can make the substitution ¢ = p/\g = pc/wy so that our distances are in units of the

transition wavelength, A\g. This means we can rewrite the rate as,

: 3 1 1
iso,C
I =To ($ + E + q—2) ; (3.75)
where we have defined,
= 06 da|?|dp|? 3.76
o 36h7T02| Al%ldpl™ (3.76)

This result is in agreement with |76, 77].

Non-Retarded Vacuum Rate

Beginning with the non-retarded limit, ¢ < 1, of the vacuum Green'’s tensor (B.3) for bodies

at different positions on the z-axis,

0
2
GO w) = ——° 0 (3.77)

drw?p?

o O =
o = O

—2

Substituting this into the rate equation (3.70), we can write the non-retarded limit of the

vacuulin

4
0.0 _ c u% !dA\2|dD|2 _ 3770(]76_ (3.78)
NR 12hmpb

This is in agreement with the well-known result for two-body resonance energy transfer in a

vacuum |[11].

Retarded Vacuum Rate

Similarly, the retarded limit, ¢ > 1, of the vacuum Green’s tensor (B.4) for bodies on the

z-axis can be written as,

/e 1 00
GQ’C)(T, rw) = _647rp 010 (3.79)
000

Substituting this into the rate equation (3.70), we can write the retarded limit of the vacuum

as,

F(O,C) _ M(Q)wé |dA’2|dD‘2 — 77061_2‘ (3.80)
R 36hmp?
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Figure 3.4: Influence of intermolecular distance on the rate of energy transfer between a donor
and acceptor in a vacuum. Intermolecular distance is in units of the transition wavelength
q = p/Xo, and the rate has been normalized to the quantity 7y, defined in equation (3.76) in
the main text.

Vacuum Plot

Figure 3.4 visually demonstrates the union of the near-field and far-field theories. We can
see that in the non-retarded regime where p/\g < 1, the rate of energy transfer follows a r°
dependence as predicted by (3.78), whereas in the retarded regime where /Xy > 1, the rate
follows a p~2 dependence, as in (3.80). The figure also makes clear the intermediate stage

4

where p ~ Ao, where the rate follows r—*, which we can see from (3.75).

We now turn our attention to a environment consisting of a semi-infinite half-space, and

investigate the influence it has on the rate of energy transfer between two molecules.

3.3.2 Colinear Half-space System

A step up from the vacuum in terms of simplicity of environment is the semi-infinite half-
space, which we set up to have a boundary at z = 0, so that the medium extends infinitely

into z < 0 while z > 0 is made up of a vacuum.

As discussed in section 2.2.1, the Green’s tensors for inhomogeneous environments such as
this can in general be split into the sum of a translation-invariant “bulk” part G and a
“scattering” part G"). In our system, this means that each Green’s tensor in (3.68) is the
sum of the vacuum Green’s tensor (bulk) and the half-space Green’s tensor (scattering), so

that the Green’s tensor for the entire system can be written as,
G (r,r',w) = GO(r, v w) + GY(r, 7 w). (3.81)

G is the vacuum Green’s tensor given in (B.1) and is sufficiently simple that it can be
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Figure 3.5: Colinear arrangement of two bodies, a donor D and an acceptor A, near a semi-
infinite half-space at z < 0.

applied to our rate equation and yield analytical results. However, G is more complex due

to the presence of infinite integrals (as can be seen in equation (B.5)).

We can significantly simplify our system by positioning the bodies in a “colinear” arrange-
ment, where we assume that both atoms are placed on the z-axis, as shown in figure 3.5.
This assumption simplifies G) significantly (see equation (B.23)), but we are still required
to apply near-field and far-field limits to be able to perform the infinite integrals. These
simplifications lead to the useable results (B.38) and (B.40) for the near- and far-field limits

respectively, which we can apply to our rate equation to produce analytical results.

Non-Retarded Half-Space Rate

When considering the situation where the bodies are sufficiently close to the half-space and to
each other, we can employ the non-retarded limit on both the vacuum Green’s tensor (3.77)

and the half-space Green’s tensor (B.38). Summing these gives for the effective Green’s

tensor,
o | [T 00} L (100
HS,C / _ cC NR
Ga (rr'w)=— |5 [ 0 =1 0f[+—7 10 1 0]}, (3.82)
0 0 2 00 2

where we have defined Z = |z — 2|, Z = |z + 2| and Rygr = %
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To find the rate for isotropically averaged dipoles, we need to calculate,

GE%C(TA, TD,Wo) * GE%C* (rp,TA,wo)

2
(3% - %) 0 0
— C4 Rxr 1 2 3.83
" 0 (#-F) 0 - (389)
2
0 0 (B8 + %)

which we can then substitute into the rate equation for isotropically averaged dipoles (3.70),

giving us,

204 3 3R, 2R
THSC = 0T g, Pldp | | o+ 2R N 3.84
Nk = 3oyl | 7o 2o + (3.:84)

In this form, we can clearly see that the first term is the contribution from the direct interac-
tion between the donor and acceptor that travels only through the vacuum without involving
the half-space, as it has the same r~® dependence on the direct intermolecular distance,
|za — 2zp|, as in (3.78). The second term is the contribution of the interaction that occurs via
the half-space, with the characteristic r=% dependence on the distance from the donor to the

acceptor via the surface, |zy + zp|. The final term is then a blend of these two interaction

types.

It can also be useful to normalize this result to the isotropic non-retarded vacuum rate given

in (3.78), which yields,

2R\rG®
3 b

T "™ =14 R + (3.85)

where we have defined § = Z/Z.

This formula for the two-body isotropically averaged rate near a dielectric interface is a result
we presented in Ref. [1]. To the best of our knowledge, it does not appear anywhere else in
the literature, the closest known result being that for oriented (non-random) dipoles near a

perfect reflector reported in Eq.(20) of [16].

Retarded Half-Space Rate

Similarly, we can calculate the rate of interaction for two colinear arranged bodies near a
reciprocal half-space where the bodies are far enough away from the surface and each other

for the retarded limit to be introduced. In this case, we sum the retarded limit of the vacuum
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Green’s tensor, (3.79), and the retarded limit of the half-space Green’s tensor, (B.40), to get,

1 iZw/ec iZw/c
GISC(p 1 W) = (e + & RR> (3.86)

am\ 7 7

o O =
S = O
o O O

where we have again defined Z = |z — 2/| and Z = |z + 2/, as well as Rg = —V”Ew; VEEW))
w(w

We now calculate,

*

GES’C(""A; Tp, WO) : GES’C (TD7 T, C()(])

1 eiZwo/c eiZwo/cR efiZwo/c efing/cR 100 587
T2\ z Tz m® 7tz M0 L0 (38D
0 00
allowing us to then easily calculate,
TI' [GES’C(TAa TD7WO> * GE&C* (TDJ TA, WO)]
1 ez’ng/c eiZwo/c efing/c efiZwQ/c
- _ R —R
82 < Z7 Tz m 7 Tz &
1 1 R%{ 62'(Z—Z)w0/c ei(Z—Z)wo/cR
s\t et T zz T zz ™
1 1 Ry 2Rgcos|[L(Z—Z)]
-~ ) - LR c_ , 3.88
82 {22 + Z2 + Z7 ( )
Now substituting this into the rate equation (3.70) gives,
2,4 2 wo ~
Hs,c _ MowWo 2, 2] 1 | Ri  2Rmcos[2(Z-Z)]
© = 00 g, 12|d — 4 =2 € _ ) 3.89
R 36my 41 ldo] {22 7 77 (389)

Similarly to the non-retarded result, in this form we can clearly see the contribution from
the direct vacuum interaction (first term), the interaction involving the half-space (second
term), and the blend of the two interaction types (third term), all with the characteristic r~>
distance dependence. This final term contains an oscillatory contribution that is not present
in the non-retarded limit, which depends on the distance between the surface and the closest
of the two molecules. This can be seen by considering that when z, > zp, i.e. the donor is
closest to the half-space, then the oscillation depends on zp. However, when 25 < zp, i.e.

the acceptor is closer, then the oscillatory term depends on z, instead.
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We can again normalize to the isotropic retarded vacuum rate (3.80),

o s 2o [0 2] a0
C

where ¢ is defined as in section 3.3.2.

Hybrid Half-Space Rate

For completeness, we can also calculate an analytical expression for the rate for two bodies
that are close enough to each other to employ the non-retarded limit, but far enough away
from the surface to employ the retarded limit. In this instance, we sum the non-retarded
vacuum Green’s tensor and the retarded half-space Green’s tensor to find the effective Green’s

tensor,

Gﬁi’(c(r,r’,w) = Gl(\?fic)(r, rw)+ GS’C)(T’, r W)

-1 0 0 - 1 00
1 2 esz/cR 501
= |m| 0 —1 0|+ Ra|0 10 (3.91)
0 2 000
Substituting into the rate equation (3.70), we find,
204 3ct R? 2¢*R woZ
rHs.C _ Fo%o | 4 1210 2 ZR ad i 3.92
Mix = 3gp, Gl D] a7 T T gz e (3:92)

As before, we can pick out the contributions that relate to the different interaction types.
The first term corresponds to the direct vacuum interaction, which in this setup is in the
non-retarded limit since the molecules are very close to each other, meaning it has a Z=6
dependence. The second term relates to the interaction via the half-space, which has a Z~2
dependence due to the molecules being very far away from the surface. The final blended
term contains elements of both interaction types, with the oscillation this time depending on

zZa + 2p, rather than being conditional on which of the two molecules is closest to the surface.

When calculating analytical expressions for the interaction rate, we are restricted in the
setups we are able to model by the complexity of the Green’s tensors that describe the
system. This is the reason we have implemented the near- and far-field limits and studied
only the colinear arrangement. However, it is possible to expand our investigation to general
geometries and without the constraints of near- and far-field limits via the use of numerical

plots, which allows more complex Green’s tensor forms to be included.
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Figure 3.6: Rate of energy transfer for a donor and acceptor near a reciprocal half-space with
reflection coefficients r, = 1 and ry = —1. The surface is positioned at z = 0, the donor is
fixed at position {xp,2p}/Ag = {—1,1}, while the acceptor is free to move in the z-z plane.
The rate is normalised to the isotropic two-body rate in free space, and the acceptor position
is in units of the transition wavelength ).

3.3.3 Plot of general geometries

We can extend our study to general geometries in two dimensions by fixing the donor and
plotting how the rate of energy transfer changes when the acceptor is in different positions
on the zz-plane. For this, the full form of the half-space Green’s tensor can be used (without

limits being placed on arrangement or distances), which is given by (B.15).

As an example, figure 3.6 shows the effect of a half-space that has been modelled as a
perfect reflector, so with reflection coefficients r, = 1 and ry = —1, where r; represents the s
(perpendicular) polarization and 7, represents the p (parallel) polarization. These quantities
are defined in (B.10). We can see that there are arrangements of the two bodies for which
the half-space enhances the rate of energy transfer between them as well as positions where
the half-space suppresses the interaction rate. This points to the complex influence even a

simple macroscopic environment can have on energy transfer rates between bodies.
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3.4 Summary and Conclusion

In this chapter, we have calculated the matrix element for two-body RET using two different
methods, and shown them to produce the same result. This equivalence will be useful in
chapter 5. We then applied macroscopic QED to the matrix element to include an arbitrary
environment, which was then used in the Fermi Golden Rule to find a general formula for
the rate of energy transfer between two bodies. We then applied the formula to some simple
setups, firstly by calculating analytical expressions for the rate of interaction of two bodies in
vacuum, demonstrating the characteristic =% and r~2 dependencies for the near- and far-field
limits, respectively. We then looked at two bodies in a colinear arrangement near a semi-
infinite half-space, and were able to distinguish contributions stemming from direct vacuum
interactions and those involving the half-space. Finally, a plot allowed the investigation of
general arrangements of the bodies with respect to the half-space, demonstrating the intricate

influence even a simple environment can have on the rate of energy transfer.



CHAPTER 4

Two-body RET in a Non-Reciprocal

Environment

In this chapter, we investigate the effect on the rate of two-body RET of a non-reciprocal
environment (see subsection 2.1.2). We will first extend the method for calculating an ex-
pression for the rate of energy transfer is section 3.2 to apply to non-reciprocal media, again

making use of macroscopic QED (section 2.1).

We then look at a system of two bodies near a non-reciprocal half-space, and investigate
the conditions under which the non-reciprocity of the medium will affect the rate of energy
transfer. Finally, we give an application of our calculated rate formula as the starting point

in the optimization of one-way energy transfer via inverse design [2].

4.1 Rate of Energy Transfer in Non-Reciprocal Media

This section considers the same system as the previous chapter, 3, made up of two two-level
bodies interacting via RET. We again calculate a formula for the rate of energy transfer
between the bodies, but this time relax the assumption that the environment is made up of

reciprocal media.

o1
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4.1.1 Applying Macroscopic QED

Since we are studying the same system as in the previous chapter, the Hamiltonian is set up
in the same way as in section 3.1. The initial and final states, (3.4), are also unchanged, so

the matrix element is also calculated via (3.18), given again below,

HA HP HP H;
M = — int"*int int""int 41
! ; ¢ (hck; E., | hok+ Eeg> 2R (4.1)

where the interaction Hamiltonian is again defined by (3.3), given by,

However, the way that the electric field is expressed via macroscopic QED for non-reciprocal
media is different than for reciprocal media. In section 2.1.2, we saw that for non-reciprocal

media we can express the electric field as (2.59), given again below,
:/ dw/d3s F(r,s,w)- f(s,w)+ H.c. (4.3)
0

where F' and FT are given by (2.60) and (2.61), respectively.

Substituting this into the first term of the matrix element expression, (4.1), via the interaction
Hamiltonian, (4.2), and using the same reasoning as in section 3.2.1 where F' is analogous to

G, we can express the numerator of the first term of (4.1) as,
(f| HA HP. |i) /dgs/ dwdl, - F(ra,s,w)- Fl(rp,s,w)-dy. (4.4)
0

Now substituting in our expressions for F and FT, given by (2.60) and (2.61) respectively,

we obtain,

o h
= /d3s/ dw dgz',uo\/iw?’m/d3r’G(rA,r’,w)~R(r',s,w)
0 7r
X —iuoﬁw3/z/dgfr”GT('rD,r”,w) "RI(v",s,w) - dy,
h’/dw/d3//d3///d3
><dT

G(ra, v w) - R(r', s,w) - GT(’FD,T”,W)-RT(T//,S,M)~dE. (4.5)
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Making use of the definition of the R function (2.57), we can rewrite as,
:U’?)h 3.,/ 3 1 T / I t " l
dww &r' | &r'd, - G(ra, v’ w) - ReQ(r',r" w) - G'(rp,r",w) - dy,, (4.6)

where Re denotes the general real part of a tensor, defined in (2.50).

We use the integral relation (2.97) applicable to non-reciprocal media to rewrite our expres-

sion as,

h oo
(T HAHS ) =" [ dowd] - TnGlrs,o.0) - db, (4.7
0

where Zm denotes the general imaginary part of a tensor, defined in (2.51). So, we can now

express the resonant contribution to the matrix element as,

HAHY
Mres — — int""int |
fi § <f| th Eeg Z>
p

0 2
wImG(rp,rp,w
— B awd, - (T, 75, )
™ Jo W — Wy

- dy, (4.8)

where we have made the substitutions Acp = hw and FE.; = hwy. For the off-resonant

contribution, we can apply similar methods which leads to,

HP HA
Moff - _ int*fint |-
fi Zp: <f| ﬁc _'_ Eeg 7’>

_ M d d - W ImG(rp,ra,w)

d. 4.9
T 0 w _I_ CL)D A ( )

Now we want to rearrange these integrals so we can apply complex contour integration

techniques to solve them. For an integral of the form,

o] 2 /
/ dw? ImG(r,r ,w)7 (4.10)
0

w £ wy

we can use the relation for the general imaginary part of a tensor (2.51) to write the frequency

integral as,
1 [ w?
21 Jy w £ wy

[G(r,r’,w) ~G'(r' r,w)|. (4.11)

As we did for the reciprocal case, we can make us of of the Schwarz reflection principle (2.70)
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and the identity fab f(=x)dx = — f:: f(x)dx to rewrite the integral as,
o) 2 ! o 2 ! —00 o N2T (a0t
/ g ImG(r,r,w)_i / g G(r,r,w)+/ dw( w)*G (r',r,w)
0 w £ wo 2i | Jo w £ wo 0 —w £ wy
1 o0 2 / —oo 2T (1t
_ _[/ dww_/ 4G ““”‘“)]. (4.12)

21| Jo w £ wy 0 w F wy

Applying this to our expressions for the matrix element components, (4.8) and (4.9), we get,

[ oo 2G —00 QGT i
e e e ) B RE)
2m 0 W — Wo 0 w + wo
[ roo 2G —00 QGT i
Myt = 0 gl / dw 2 (""D”"A’“’)—/ do G o)y
2mi 0 w + wo 0 W — Wo

We notice the presence of the transposes as a key difference when comparing to the reciprocal
result, (3.46) and (3.47), at this stage. In the case of reciprocal media, Lorentz reciprocity
(2.75) means that GT('I"D(A), rAD), W) = G(ramD); TD(A), w) and the above expressions reduce
to (3.46) and (3.47).

4.1.2 Contour Integration

As for the reciprocal case, the frequency integrals in (4.13) and (4.14) have poles on the real
axis at +wp, so we let the eigenenergies of the atom take on a small imaginary part, and use
the same complex contour integration techniques as in section 3.2.2. Using the same method

as for the reciprocal case, we obtain an expression for the first integral term in (4.13),

00 2 00 -\ 2 ,
/ o w G(’I“A,'I“D,w) _ Z/ de (@f) G("OAerﬂg) + 27Ting(7"A,rD7W0)' (4.15)
0 w — Wy 0 Zé — Wo
Similarly for the second integral term of (4.13), we rewrite as,
—o0 2T 00 €)2GT '
/ ¥ G (rp,Ta,w) _ Z/ s (i€) G ("'D7TA’Z€)‘ (4.16)
0 W + wo 0 i€+ wo



CHAPTER 4. TWO-BODY RET IN A NON-RECIPROCAL ENVIRONMENT 55

Combining these two integral terms, (4.15) and (4.16), we obtain an expression for the

resonant component of the matrix element (4.13),

res__& T * - \2 G(TA,TD,if)_GT<TD,TA,i€) gl
My = m(d i [ dedio [ — et ] d

>

+ 2miwldl, - G(ra, T, wo) - dé)

_@ T . ~ 2 G(TA7TD7Z£> N GT(TD7TA7i£)
P (/0 i: [ — o ]

— 21wiG (T, T, w0)> . d%. (4.17)

We note here that in the reciprocal case, at this point we made use of the Lorentz reciprocity
(2.75) of the Green’s tensor to combine the terms in the square brackets into a single term.
However, we are unable to do this when considering non-reciprocal media, since Lorentz

reciprocity (2.75) does not hold.

We repeat the same steps for the off-resonant component of the matrix element, (4.14),

My == ah i [ g ey
0

G(rp,7a,if) GT(TA,TD,ig)] '
A

271 25 + wo Zf — Wp
Mo o [T 0 |G(rp,rai§)  GT(rampiif) | 4 41
Con dp /0 dce [ i€ + wo i€ — wo Ay (4.18)

We are now able to sum the resonant and the off-resonant components of the matrix element,
(4.17) and (4.18), to find the full matrix element,

My; = —uodeL - G(ra, D, wo) - diD

Mo [ 2 ( 4t . G(""AaTDyif)_GT(”'D/'”A,iﬁ) gl
+27T 0 dgg dA [ if—wo ?lé‘i‘tdo dD

(4.19)

G(rp,ra,if)  G'(ra, T, i)
o ) ) . ’ ) g7
oy [ i€ + wo i€ — wo s

We can use the relation a - B - ¢ = ¢ - BT - a for vectors a and ¢ and matrix B, to see that

all terms under the integral vanish, leaving,

My, = —/,Lowg dg - G(ra, D, W) - diD. (4.20)
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We note that this is the same result that is obtained for the reciprocal case by comparing
with (3.65). However, the G that goes into the above equation will be that for non-reciprocal
media (see, for example, B.3). Physically, it makes sense that the integral terms cancel, since
these correspond to the non-resonant, and therefore fully quantum, time ordering. Since non-
reciprocity is not a quantum effect, we would expect this result to agree with the classical

case.

4.1.3 Calculating the Rate

In analogy with the reciprocal case, we now use the matrix element (4.20) in Fermi’s Golden
Rule;

2w
Ly = €|Mfi’25(EI — Ey)

27 1wy

. |dl, - G(ra, rp, wo) - dp|* (4.21)

where we have assumed real dipole moments. This formula is valid for both reciprocal and

non-reciprocal media, as can be seen by comparison with (3.68).

If we were to multiply out the modulus squared, we find that for non-reciprocal media we

can rewrite as,

27 oWy

NR __
i = =5

<d£ - G(ra, D, W) - d%) . (dﬁ - G*(7ra, D, W) - dTD> ) (4.22)

However, we recall that for reciprocal media Lorentz reciprocity holds (2.74), so we could

rewrite this as,

2m 1wy
h

Fff; = (d% - G(rp,TA, W) - d;) . (dk - G*(ra, TD, W) - dTD) , (4.23)
allowing us to directly compare and notice the difference in the first bracketed term. We
also note that the physical interpretation we were able to make for the reciprocal rate at the
end of section 3.2.2 cannot be made for the rate in non-reciprocal media. In other words,
while the form of the matrix element (3.67) remains unchanged in terms of G, its modulus
square appearing in Fermi’s Golden Rule (and therefore the rate) cannot be simplified and

interpreted in the same way as for reciprocal media.

We now apply our rate formula to a specific example of two-bodies near a non-reciprocal
semi-infinite half-space. We will investigate under which conditions a swap in the positions

of the donor and acceptor will result in a change in the rate of energy transfer between
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them.

4.2 Non-reciprocal Half-space

In the context of resonant energy transfer, non-reciprocity reveals itself when the positions of
the donor and acceptor are swapped. In the presence of reciprocal media, the rate of energy
transfer between a donor at point 1 and acceptor at point 2 will be the same as between a
donor at point 2 and acceptor at point 1. However, in non-reciprocal media, there are certain
circumstances under which a swap of this kind will affect the rate of interaction between the

molecules.

In this section, we will look at a simple environment of a semi-infinite half space for different
arrangements and dipole orientations, and examine the effects of swapping the position of
a donor and acceptor (or equivalently, » and 7' being swapped in G(r,r’',w)). We make
use of the Green’s function for a layered topological insulator calculated in Ref. [78] (see
section B.3). This Green’s function has a complex form, given in (B.46), that requires the
evaluation of an infinite integral. For this reason, instead of calculating the rate of interaction
for different arrangements as was done in the previous chapter, we will look only at quantities
that are directly affected by a position swap, and from that deduce if the rate of interaction

is also affected.

To simplify things, will consider two specific arrangements of the bodies with respect to a
surface at z < 0, shown in figure 4.1. The first of these is “parallel”, where both bodies
are equidistant from the surface and at equal distances above and below the z-axis, so that
the line connecting the bodies is parallel to the surface. The other is “colinear”, where,
as in the previous chapter, both bodies are on the z-axis. We will also be considering
different orientations of the dipole moments of the two bodies. In the previous chapter, we
only calculated the rate of interaction between two bodies with dipole moments that are
randomly oriented, whereas in this chapter, we will also consider how the rate is affected
when the dipole moments have specific orientations in relation to the half-space and to each
other. As we will see, this will be a crucial element for distinguishing cases where a position

switch affects the interaction rate.
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(a) Parallel arrangement. (b) Colinear arrangement.
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Figure 4.1: Two possible arrangements of two bodies, a donor D and an acceptor A, near a
semi-infinite half-space at z < 0.

4.2.1 Oriented dipole moments

We first consider the case where the dipole moments are oriented in either the x, y or z

directions. We can write these cases as,
d® =1d|(1,0,0), d¥ =1d|(0,1,0), d¥ =|d|(0,0,1). (4.24)

We now consider the rate of energy transfer between two dipole moments, d(™) positioned
at r and oriented in the m direction, and d’™ at =’ and oriented in the n direction, where
m and n could be x, y or 2. We can calculate the rate, first assuming that d™ is the donor

and d'™ is the acceptor, and then vice versa. Using the rate equation (4.22), we find,

Y 27TM2OJ4 m n m * n
1(\177%7(”) - 7; 2 <d( ) -G(r,r") - d/ )> . (d( e (r,r') - d/ ))

2 2, .4
2D A 2 G, 1) 1), (1250)
2 2, 4
Fg}ﬁ;) _ WM};)WD <d/(n) - G(r',7) - d(m)) . (d’(”) -GF(r',r) - d(m)>
2 2, 4
_ ﬂ-'uowD|d|2|d/|2Gnm(’r‘/,T)sz(’l“/,’l"), (4.25b)

where we have omitted the dependence on wy for ease of reading. This shows that the
orientation of the two dipole moments and where they are positioned determines which
component of the Green’s tensor matrix contributes to the calculation of the rate. It is

therefore clear that a change in the rate of interaction will only occur if,

Gun(r,?)G (1, 7)) # G (7!, 7)GE, (7 7). (4.26)
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where m and n could be z, y or z. So, G,,, denotes a single component of the tensor,
determined by the orientation of the dipole moments. This will be how we can determine for

which systems switching the donor and acceptor will change the interaction rate.

We note here that Lorentz reciprocity, (2.74), which states that G(r,r') = GT(r',r) for
reciprocal media, implies that the above will never be true for reciprocal media. So we can
conclude that the rate of energy transfer will be unaffected by a position swap for reciprocal

media for oriented dipole moments, as expected.

We will now specifically consider the two arrangements shown in figure 4.1, and explore the
effect the different dipole moment orientations have on the rate when the molecule positions

are swapped.

Parallel Arrangement

We first investigate two bodies in a parallel arrangement with the non-reciprocal half-space,
as in figure 4.1a. The expression for the Green’s tensor for a half-space made up of non-

reciprocal media for a parallel arrangement is given in (B.52) and again below,

; koo
G(l,P) r T’,w _ Zﬂ/l(w> /dkn_esz ZR’L], 4.97
R e (1.27)
where P references the parallel arrangement. The R;j components are given by (B.53),
which depend on X = = — 2’ along with the Fresnel coefficients ry s, 7,,, 75, and r, s which
are defined by (B.43). 7, represents the s (perpendicular) polarization, r,, represents the
p (parallel) polarization, and 7, and 7,5 denote the mixing of the two polarizations that

occurs due to the magnetoelectric coupling present in non-reciprocal media [78|.

We note that in this arrangement, switching the donor and acceptor amounts to making the
replacement X — —X. Therefore, it is the way that the X — —X replacement affects the
Rg components that will determine if a rate change is observed. This means we can write

our condition (4.26) as,
RE™M(X)RE™ (X) # Rp™ (= X)Rp™ (= X). (4.28)

To see if the rate changes for oriented dipole moments, we need to consider the possible

dipole orientation combinations and see which satisfy (4.28).

If we firstly consider the cases where both dipole moments are oriented in the same direction,
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then the inequality that must be satisfied is,
RE™(X)Rp™ (X) # Rp™(=X)Rp™ (=X) (4.29)

where m is z, y or z. The diagonal elements of Rp are,

oo _ (kX)) k2 k2
RY ZIIT Ts,s+ﬁ7"p,p —Jo(/f”\X!)Frp,pa (4.30a)
1 1
Ji (kX k2
Ry - | 2O ( + k—) R | (1.300)
1
| El?
R;Z = — Jo(k' |X|)ﬁ?"p’p. (430C)
1

We can see that the only explicit position dependence in these components are of the form
| X |, soit is clear that none of these would be affected by the replacement X — —X. We can
therefore deduce that the condition (4.29) cannot be satisfied in this system when the dipole

moments have the same orientation.

We now consider the case where the two dipole moments have different orientations, so we
must examine the off-diagonal components of Rp and if they satisfy (4.28). Here we must be
more careful, as a switch in the positions of the bodies also means a switch in the positions of

the different dipole moment orientations, which correspond to different components of Rp.

Looking first at the case where one dipole moment is oriented in the x direction and the

other in the y direction, the relevant Rp components are,

o ke [N X))

= B [ B0 ) D] 4310
P A ) I |

= B [BOD ) sy iy

We can see that although the only explicit position dependence is |X|, which is unaffected
by a position swap, since Ry’ # Rp” when r, s # 75,, a switch in which molecule has which

orientation (z <> y) can result in a change. Calculating the quantities of interest according
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to (4.28), we find,

r 2
) . k2| Jy(kl X
rpOORY () =5 | 20 (4 0) = S X D
1
B 2
2 [ (nix) :
:]{j_% (T (7”57p + Tp’s) + J()(k” ’X|)2Tz7s

Dk Jo(RXT)
RY

(rsp +7p.s) rp,s] : (4.32a)

2

. - SATRAGIRY) :

RE(=X)RY™ (=X) =5 ( x| (et ren) + REIXD,
1

A X D (k! X])
]

(rsp +7p.s) rs,p] : (4.32b)

which we can see are different only if r, # £7r, ;.

We can perform the same test for x and z oriented dipole moments, which correspond to the

components,
Kk,
PR =i J(EI X)r,,. (4.33)
i
We then calculate the quantities of interest,
Tz xz* kaz I ;
RECORE (X) = (S5 (W X1 (134
i
and )
2T za* kaz I
RE(-X)Rp" (-X) = | — 12 Ji(K"X)ryp (4.35)
1

where we have used the the fact that Ji(x) (a Bessel function of the first kind) is an odd
function, meaning J;(—x) = —J;(x). We can therefore see that these components are equal,

meaning the inequality (4.26) will never hold for these dipole orientations.
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Figure 4.2: The combinations of positions and dipole moment orientations for two bodies
near a semi-infinite half-space at z < 0 that produce a rate change when the two bodies
switch positions. Small arrows indicate the dipole moment orientation, with dots signifying
the moment pointing out of the page in the y direction.

Finally, we can test y and z oriented dipole moments, corresponding to components,

Al

RY = z’k—ljl(k“X)rs,p, (4.36a)
Al

RY = —z’k—Jl(k“X)rp,s. (4.36b)
1

So the quantities of interest are,

RE(X)RY (X) = (:—”Jl(k”X)rs,p> , (4.37a)
RY(—X)RY (—X) = (—Z—Ijl(k“X)rp,s> , (4.37h)

which are only different when r;, # #£7, ;, the same condition we saw for the x,y orientation

combination.

We can conclude that when one of the parallel-arranged dipole moments is oriented in the y
direction and the other in the z or z direction (see figure 4.2), we see a change in the rate of

energy transfer when in the presence of a non-reciprocal half-space with ry, # £7, ;.

Colinear Arrangement

We now consider the colinear arrangement setup shown in figure 4.1b. The expression for the
Green’s tensor for a half-space made up of non-reciprocal media for a colinear arrangement

is given in (B.55) and again below,

; |
GO (r, v w) = _z,uéfrw) /dk'k—Le’kLleC], (4.38)
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where C references the colinear arrangement, and the Rg components are given by (B.56).
We note that the only explicit position dependence is Z = z + 2/, which is unaffected by a

position swap (z <> 2/).

First looking at the diagonal elements of Rg which correspond to both dipole moments

having the same orientation,

=R =rss— k_% Tpps (4.39a)
. ElI?
c = —ﬁ’l”pm, (439b)

we can see that none of them have explicit position dependence, meaning the condition (4.29)
cannot be satisfied. The only non-zero off-diagonal elements are given by,

Ry = —RY = Z—i (o — Tps) - (4.40)

which also do not have an explicit position dependence. By noting that R*™ R*" = RY* RY*",
we can see that the criterion (4.26) is never satisfied. This means that in the colinear
arrangement with oriented dipole moments, a position swap will never affect the rate of

interaction.

From this section we can conclude that when the two molecules are in a colinear arrange-
ment with a non-reciprocal half-space, none of the dipole moment orientation combinations
considered will affect the rate of interaction if the molecule positions are swapped. However,
when they are in a parallel arrangement and one of the dipole moments is y oriented and the
other is x or z oriented, a change in the rate of interaction can be detected under a position
swap as long as r;, # %7, ;. We now move on to the situation where the dipole moments do

not have specific orientations, but instead are randomly oriented.

4.2.2 Isotropic Dipole Moments

To consider the case where the dipole moments are isotropically averaged, we make the same
replacement as in the previous chapter in eq. (3.69), dL/D ® dﬁ/D — %|dA/D\2H, in our rate
equation (4.22) to obtain,

2, .4
FNReC _ 271—:“0(")0

iso = T|dA|2|dD|2 Tr [G(T‘A, T‘D,WO) . G*(’I"A, TD7WO):| . (441)

We want to see if a swap in the positions of the donor and acceptor would affect the rate of

energy transfer between them. For isotropically averaged dipole moments, we would see a
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rate change only if,
Tr [G(r,r’) -G*(r, r’)] #+ Tr [G(r',r) . G*(r',r)] , (4.42)

where we have again omitted the dependence on wy. So, we need to examine the forms of the

Green’s tensor for the different geometries near a half-space and see if they fit this criterion.

It is useful to explicitly write out the trace in terms of the components of G,

T G- G =) GunGi: (4.43)
making it easy to see that the condition (4.42) can equivalently be written in index notation
as,

Gij(r,7")Gi(r,r") # Giy(r',7) G (r' 7). (4.44)

As an aside, we note that since reciprocal media obeys Lorentz reciprocity (2.74), which states
that G;;(r,r") = G;(r',7r), we can see that the inequality (4.44) will never be fulfilled for
reciprocal media. Therefore, we can conclude that for isotropically averaged dipole moments,
a position swap in reciprocal media will not effect the rate of energy transfer, as we would

expect.

Parallel Arrangement

To test if the isotropic rate will change with a position switch, instead of comparing individual
components as in the previous section, we are checking if the trace changes when the positions
are swapped. We can again examine the Rg components to check this, noting that in the
parallel arrangement, a position swap is equivalent to the replacement X — —X. This means

that our requirement (4.42) for a parallel arrangement can also be written,
> REMX)RE™(X) # Y REM(=X)RE™ (= X). (4.45)

We need to examine the requirement (4.45) for each of the possible index combinations and

see if any of them present an inequality.

Firstly, when m = n, i.e. the diagonal components given in (4.30), we can use the same rea-
soning as the previous section to again see that RE™(X)RE™ (X) # RE™(—X)Ry™ (—X)

cannot be satisfied.

When {m,n} = {z,y}, we note that the relevant components given in (4.31), Ry’ and R},
have explicit position dependence of the form |X| only. As a result, RP"™(X) = Rp"(—X)
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and RE™ (X) = RP™ (—X), meaning (4.45) cannot be fulfilled.

For the index pairs {m,n} = {z, z} and {m,n} = {y, z}, we see an explicit dependence on X
in the corresponding components RE* and R given in (4.33), and Ry and Ry’ given in (4.36).
However, for both index pairs we find Ri"(X) = —RE"(—X) and RA™ (X) = —RE™ (—=X),
so the quantity of interest in (4.45) is again unchanged by the replacement X — —X.

Therefore, although we saw in the previous section that it is possible to observe a rate
change in this arrangement for certain dipole moment orientations, the same is not true for

isotropically averaged dipole moments.

Colinear Arrangement

For the colinear arrangement, upon inspection of the non-zero R{™ components given in
(4.39) and (4.40), we can see that none of them have an explicit position dependence, and
so will be unaffected by a position swap. Therefore, switching the positions of two molecules
in a colinear arrangement near a non-reciprocal half-space will not result in a change in the

interaction rate if the dipole moments are isotropically averaged.

In this section, we have found that when two molecules near a non-reciprocal surface have
randomly oriented dipole moments, a change in the rate of interaction will not be observed

under a position swap for either the colinear or the parallel arrangements.

In the next section, we use our findings to focus on setups where a position swap can lead to
a rate change. We investigate two situations of interest, and plot how the interaction rate is
affected by the molecules’ positions for energy transfer between the bodies in one direction

compared to the other.

4.2.3 Plots and Discussion

Based on the calculations of the previous two sections, we can conclude that following con-
ditions must be met in order to observe a change in the rate of energy transfer when the

positions of the donor and acceptor near a half-space are swapped:
e The dipoles must be in a parallel arrangement

e One of the dipole moments must be oriented in the y direction, and the other in either

the x or z directions
e The coefficients r,, and r, s of the half-space must be non-zero and satisfy rs, # %7, s

Physically, it makes sense that the rate of interaction in a colinear arrangement would not
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(a) Parallel arrangement. (b) Colinear arrangement.

Figure 4.3: Figure showing how energy is transferred between a donor D and an acceptor A
near a semi-infinite half-space at z < 0 for two different arrangements.

be affected by the non-reciprocity of the half-space. Since the dipoles are both on the z-axis,
a position swap would not affect the way the energy interacts with the half-space, as can be
seen in figure 4.3b. On the other hand, a position swap in the parallel arrangement would
mean that the radiation propagates in the opposite direction through the medium, as in

figure 4.3a, which for non-reciprocal media would result in different properties.

Under the above conditions, we can plot the rate of energy transfer against intermolecular

distance and see how switching the positions of the dipoles affects the results.

Figure 4.4a shows how the rate of interaction depends on intermolecular distance for a y-
oriented donor and an z-oriented acceptor, and how this is altered when these orientations
are switched, so the donor becomes the acceptor and vice versa. We note that both plots
oscillate, which is due to the Bessel functions present in (4.32). We can also see that the
presence of the half-space produces only enhancement of the rate compared to the vacuum,
although there are intermolecular distances for which the half-space provides no enhancement

for the y — x direction.

The difference in plot shapes and maximum values for the different directions is determined
by the different reflection coefficient values chosen. From (4.32), we can see that although
both directions depend on both the reflection coefficients r, , and r,, 5, the z — y direction has
an extra dependence on 7, ; and the opposite direction on r, ;. We can think of the direction
corresponding to the larger reflection coefficient as being the dominant direction. So since
we chose r, s > rg, for figure 4.4, x — y is the dominant direction, and therefore provides
more rate enhancement. So if we wanted to maximise energy transfer in one direction and
minimise it in the other, this could be achieved by increasing the reflection coefficient that
corresponds to the desirable direction. For example, if we wanted to maximise the y — =z

interaction, we would increase 7, ; and decrease 1 .
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Figure 4.4: Plot of rate of energy transfer against intermolecular distance for two bodies
near a non-reciprocal half-space, normalised to the isotropic vacuum rate. The reflection
coefficients are set at rp,, = 1, ro = —1, 1, = 0.5 and r;, = 0.2. The intermolecular
distance is in units of the transition wavelength A\y. The surface is positioned at z < 0, and
the donor and acceptor are both 1.05)\; from the surface, with their positions varying along
the z-axis.

We also note that periodically there are intermolecular distances where the interaction occurs
at the same rate for both directions, and then between those distances the dominant direction
observes a further rate enhancement, and the other drops to zero. So for some distances, the

direction makes no difference to the rate, and for others, one direction is more desirable.

Figure 4.4b is for a y-oriented donor and an z-oriented acceptor, and shows how the rate of
interaction changes when the dipoles are swapped. In this case, we can see that the shape of
the plot is the same for both directions; the rate increases with intermolecular distance, and
once a certain distance is reached (~ 10)g), the enhancement of the rate of energy transfer
remains constant as the distances increases. The difference in the maximum rate reached is
determined by the reflection coefficients, 5, and r, ;. From (4.37), we can see that the y — z
direction is dependent on r;, while the opposite direction is determined by 7, ;. The choice
made for figure 4.4 of r, s > 7, is reflected by the maximum value of the 2z — y direction
being larger. So increasing the relevant reflection coefficient will increase the maximum rate

in the corresponding direction; ), for y — 2 and r, for z — y.

From this section we can see that in a setup of two molecules in a parallel arrangement near
a non-reciprocal half-space, under certain conditions the properties of the medium can be
engineered in order to maximise energy transfer between the two molecules in one direction

over the other. This demonstrates an example of how non-reciprocity can be a vital tool in
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the design of components that require one-way propagation, for example the elimination of

backreflection in communication technologies (see e.g. Ref. [19]).

In the next section, we look at an application of this principle presented in the publication
[2], namely the use of non-reciprocity in the design of an optical isolator. This is a situation
which requires the unidirectional propagation of light, and as we saw in this section, there
are situations where properties of a non-reciprocal medium can be manipulated to achieve
this.

4.3 Application in Inverse Design of RET Isolation

In this section, we review the methods and results of C. Cisowski, which are based on our
result (4.21) and presented in our publication [2]. In this work, inverse design and three-
dimensional topology optimization are used to optimize one-way energy transfer through

non-reciprocal Faraday media.

We first give a brief overview of the principles of inverse design, specifically how Green’s
tensors can be made use of to account for non-reciprocity. Next, we look at how these methods
can be combined with our result (4.21) to create a device that maximises unidirectional energy
transfer between two molecules either side of it. Finally, we review the results produced by C.
Cisowski et al. for our publication [2] in which the inverse design of such a device is carried

out.

4.3.1 Inverse Design

Our calculated formula for the rate of energy transfer in non-reciprocal media (4.21) can be
made use of in the design of the non-reciprocal response of a device. The method used by
C. Cisowski et al. in our publication [2| is based on inverse design, which uses an efficient,
free-form algorithm to find improved structures for a goal specified by the designer with
any required constraints considered. This is instead of the traditional method of a designer
specifying a structure and testing against a set of desired characteristics (for a review of the

use of inverse design in nanophotonics, see [79].)

A prominent technique used in modern inverse design is the adjoint method [80-82], which
is used to reduce the number of simulations that must be carried out. This is done by
considering the way radiation propagates through the same system in a “forward” direction
(source to observer) and “adjoint” direction (observer to source). However, the challenge for

a non-reciprocal medium is that these two directions are physically distinct and therefore do



CHAPTER 4. TWO-BODY RET IN A NON-RECIPROCAL ENVIRONMENT 69

not represent the same physical system. This can be resolved by using a Green’s tensor-based

inverse design approach [83], on which this section will focus.

Inverse Design using Green’s Tensors

To carry out an optimization, the goal is to increase the value of a merit function F' of some
functional f of the Green’s tensor G(r, ', w) [83],

F = f[G(r, 7" w)]. (4.46)

To find the maximum of F', we take a functional derivative. In principle, we would have
to take functional derivatives with respect to the real and imaginary parts of G separately,
but it is in fact more convenient to consider G' and its complex conjugate G* separately
instead (see [83]). Each of the independent components of the Green’s tensor must be varied
during an optimization, so we can make use of the Frobenius product denoted by ®, where
AGB= Zij A;;B;; for matrices A and B. The required derivative is,

OF = gé(r ' w)®0G(r,r w)+ 8éf (r,r",w) ®G*(r,r' W)
=2Re L;?(f;(r ' w)®IG(r,r w)} : (4.47)

where 0G is an unknown change in the Green’s tensor due to an infinitesimal change in the

environment. This can be written via a truncated Born series as [84],
dG(r,r' w) = ,uow2/ Er'n(r"a(r")G(r,r" W) - Gr" ' w), (4.48)
v

where the volume V' contains the region of the environment that has changed, n(r) is the
number density of the atoms within V', and «a(r) are their polarizabilities. We now assume
that we are dealing with a homogeneous scattering body, so the number density and polar-
izabilities are constant over the volume. Using (4.47) and (4.48), we find that the change in

merit function due to an additional small piece of dielectric material is given by,

oF = 20mRe/

\%4

9]
d*r" {a‘cf;(r rw)® [G(r,r" w)- G(fr”,fr’,w)]} : (4.49)
Dropping the positive constants 2an, since we only require the maximum as a function of
the perturbation choice, we arrive at,
of

OF = Re/ d ”%(r rw) o [Glr,r" w) G(r" v w)], (4.50)
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which will be used to carry out the optimization.

Level-Set approach

To perform the optimization via (4.50), the level-set approach [85] can be used. In this
method, an initial geometry is chosen and its boundaries are gradually changed to optimize
the desired effect. The medium is described as a level-set function ®, where ® < 0 inside the
medium, and ¢ > 0 outside, and its boundary is set as the zero-level contour ®(¢) = 0. Here,
an artificial “time” parameter is introduced which represents the progress of the iterative
process. If the initial boundary shape is set as ® ('r(t), t), the evolution of the boundary is
governed by,

0P

—— Vo = 0. 4.51

5 TV \% (4.51)
By considering the vector normal to the boundary n = V®/|V®|, the above can be rewritten
as,

0o

-7 T 0 VO] =0, 4.52

40, [V (1.52)

where v, = v - n is the scalar velocity field in the direction normal to the boundary. By
choosing v,, appropriately, the boundary will deform in such a way that the merit function F
increases, which is the goal of the optimization. This is equivalent to ensuring that 6 F' > 0,

so we need (4.50) to be positive.

To this end, the integration over = can be rewritten as [86],
/ dr” — dAdx(r") = / dAwv,dt, (4.53)
v av av

where dx represents the size of an infinitesimal deformation normal to the boundary, and
integration is now performed over its area A. The deformation has then been replaced with
the product of the velocity perpendicular to the boundary, v,, and an infinitesimal time step,
dt. Substituting (4.53) into (4.50) gives,

OF = Re/ dA vndtﬁ(r, ' w) o [Glr, 7" w) G(r" v w)]. (4.54)
oV G

If the velocity field is chosen as,

v, = Re {%(r,r’,w} o [G(r,r" w) - Gr" 7 w)] } , (4.55)

then 6F = |, oy A v2, which is always positive, guaranteeing that F' is increasing as required.
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Faraday Media

We face a problem using (4.55) in optimization, as the optimization position r” appears in
the second (source) point in one of the Green’s tensors. An optimization must consider each
“candidate” position for the perturbation via a separate simulation with different sources. In
a large-scale 3D problem there could be far too many of these to consider, so in order to
make the scheme numerically feasible, we want the observation positions to appear only in

the first (observation) point in the Green’s tensors [83].

For reciprocal media, we are able to make use of Lorentz reciprocity (2.74) to say G(r,r’,w) =
G7(r',r,w) to achieve this, but of course this is not possible for non-reciprocal media.
However, a particular case of a non-reciprocal medium is a Faraday medium [20], where
non-reciprocity arises from the interplay between media response and an applied external
magnetic field By. We can make use of a property of the Green’s tensor in Faraday media
given by [87, 88|,

G(r,v',w;By) = G'(r',r,w; —By), (4.56)

where By is the external applied field, to rewrite (4.55) as,

0
v, = Re {%(r,r’,w} ® [GT(T”,r,w; —By) - G(r", 7', w; By)] } , (4.57)
which has the required property of the optimization position " appearing in the first argu-
ment of the Green’s tensors only. We are now in a position to apply this to a situation of
interest, namely the optimization of a non-reciprocal device that will maximise unidirectional

energy transfer between two molecules either side of it.

4.3.2 Inverse Design of RET Isolation

We consider a system of a donor and acceptor either side of a finite non-reciprocal medium in
a vacuum, and aim to deform the medium boundary to maximise one-way RET from donor
to acceptor. We label the desirable forward interaction from D — A as I'; and the backward
direction as I'_. By application of our key result (4.21), we can therefore express the isolator
strength as [83],

Ty da-Glra,mp) - dp|”

S - (4.58)
I dp - G(rp,ra) - da’

where have dropped the frequency argument for ease of reading. The Green’s tensors G(r, ')
and G(7',r) are, in principle, unrelated for non-reciprocal media. Therefore, the functional
we begin with is,

F = fI[G(r,7),G(r',7)]. (4.59)
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When a functional depends on multiple Green’s tensors, the variation is the sum of the

variations with respect to the individual Green’s tensors [83]. So, (4.55) becomes,

ol
ol = Re{@(m,rn) (G rarope) - Glrops, 7))
ol

+ %(TD, rA) © [G(rD, Topt) - G(Topt, rA)]}. (4.60)

Beginning with the first partial derivative and substituting in (4.58) we get,

ol 1 0 2
—(ra,rp) = dy - G(ra,rp) - dp| . 4.61
aG( A D) }dD ] G(']"D”)"A) ] dA‘Q aG(TA,'r'D) { A ( A D) D{ ( )

Expanding the modulus squared in the partial differential and utilising index notation,
B 0
3Gij(”“A, D)
= d)0,04;d) d G (A, r)dy)
=d}d}d} Gy (ra, rp)dy)

= (da ® dp) (da - G*(ra, D) - dp) , (4.62)

0
) |ds - G(ra,mp) - dpl,

A D A vk D
W |:dp qu(’r’A,’rD)dq dl le<’r'A,’rD)dk:|

where we have treated G and G* as independent.

Moving on to the partial derivative in the second line of (4.60),

) 1
8G(7‘D, rA) |dD . G(TD7TA) ’ dA|2

ol
oG

(rp,Ta) = ‘dA -G(ra,rp) - dD‘2

:|dA~G(7'A,'rD)~dD|2 6’ |: 1
dp - G*(rp,7a) - dy OG(rp,7a) |dp - G(rp,TA) -da ]

(4.63)

To deal with this derivative we employ the quotient rule from elementary calculus,

(Y- oo

and apply by setting v = dngq(rD, ’I"A)df; using index notation, so that,

, %)
aGij (rp, "“A)
=d)bip0jqdn = dpd? (4.65)

{2l I

v [dEqu(rD, rA)d?
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which means that,

0 1 } - dpd}
0G(rp,7a) Ldp - G(rp,Ta) - da (@G, rA>dé*)2
dp @ dy

= . (4.66)
(dD : G(’I"D, ’l"A) : dA)

Substituting (4.62) and (4.66) into (4.60) we reach,

(dA . G*(’I"A, TD) : dD)

vl = Re 5
’dD . G(TD,’I"A) . dA’

n

(da @ dp) © [G(ra, Topt) - G(Topt, TD)]

— }dA'G(rA’TD)'dD}Q d d G(rp,r -G(ropt, T
(dp - G*(rp,7a) - da) (dD'G(TD,’I‘A)'dA)Q( D ®da) O [Glro, Top) - G(rop, 7))

(4.67)

The following identity for arbitrary vectors a and b and an arbitrary matrix C' can be utilised,
(a®b)C =a-C-b, (4.68)

to rewrite the above as,

= e G o) )
" ‘dD'G(’I"D,T‘A)'dA‘Q
}dA . G(’I“A, ’I‘D) . dD}2

— dp - G(rp,Topt) - G(Topt, Ta)da| . (4.69
(dD : G*(TD, TA) . dA) (dD . G(’I‘D, ’I‘A) . dA)2 [ ( ) ( A) A] ( )

[dA : G<TA7 ropt) : G(ropta TD>dD}

As mentioned below (4.50), calculating G(rp, Topt) is computationally expensive, so we make

use of the Faraday relation, (4.56), to rewrite as,

vl = Re{ (da - G*(ra,mp; Bo) - dp)[da - GT(”“Opt, rA; —Bo) - G(Topt, n; Bo) - dp)]
" ‘dD'G(TD7TA§BO) 'dA|2
_ |da - G(ra,mp; Bo) - dp|’ [dp - GT(Topi, Tn; ~Bo) - G(Tepi, Ta; Bo) - da]
[dp - G*(rp,74; Bo) - da] |dp - G(rp, 7a; By) - dal”

} . (4.70)

This is the quantity used by C. Cisowski to perform the inverse design of magneto-optical
RET isolation in the publication |2]. The next subsection reviews these results, produced by

C. Cisowski and presented in our paper [2|, which builds on the formula (4.70).



CHAPTER 4. TWO-BODY RET IN A NON-RECIPROCAL ENVIRONMENT 74
0 10 20 30 40
50 60 70 80 90
100 110 120 130 140

Figure 4.5: Figure reproduced from [2] under the terms of the Creative Commons Attribution
4.0 International license. Slices of the advected geometry at x = 0 showing the evolution of
the boundary as the iteration number increases.

4.3.3 Results

In this section, we present results produced by C. Cisowski et al. for our publication [2],
which make use of the expression (4.70) in a 3D algorithm to optimize a structure for one-

way energy transfer.

Since the form of the Green’s tensor for any non-trivial geometry is very complex, requiring
integration over all possible frequencies [4], it is not feasible to analytically evaluate equation
(4.70) for a donor and acceptor either side of a finite non-reciprocal medium in a vacuum.
However, the right hand side of (4.70) can be determined for any geometry using the finite-
difference time-domain (FDTD) procedure.

To calculate a Green’s tensor using FDTD, we note that the ij components of G(r,r’, w)
correspond to the ¢th component of an electric field at r stemming from the jth component
of a point current source at 7', meaning we can write [83],
Giy(r,r',w) = _Blrw) (4.71)
ipowi;(r,w)
where j(r',w) is the source current in the frequency domain. In Ref. [2]|, the Meep FDTD
implementation [89] is used to calculate the electric field of a time-domain source j(t), and
then the components of the Green’s tensor are found by implementing the current as a
short Gaussian pulse [83]. For the setup considered here, the quantities that must be cal-
culated are G(ropt, ™p; Bo), G(Topt: Ta; Bo), G(Topt, Tn; —Bo) and G(Topt, ra; —Bg). These
are substituted into (4.70) to find v/, which is then be used to perform the inverse design of

magneto-optical RET isolation.
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Figure 4.6: Figure reproduced from [2] under the terms of the Creative Commons Attribution
4.0 International license. The isolation strength I' of the optical isolator, normalized to the
initial isolation strength I'y, increases during iterative optimization process.

Figure 4.7: Figure reproduced from [2] under the terms of the Creative Commons Attribution
4.0 International license. (a) Initial geometry and (b)-(d) final geometry of the inverse-
designed non-reciprocal RET isolator. The donor, D, and acceptor, A, are represented as
gold spheres.

In Ref. [2], a custom-made 3D algorithm is used to carry out topology optimization, beginning
with a finite sphere of non-reciprocal media with a vacuum background. The velocity on the
boundary is calculated via (4.70) and the boundary is then updated using the advection
equation (4.52), resulting in a new geometry which is used as the starting point for the next

iteration. The way that the initial sphere evolves is shown in figure 4.5.

We can see from figure 4.6 that as the iterations progress, the isolation strength of the
magneto-optical RET isolator increases, eventually converging to a factor of approximately
2.3 after around 80 iterations when the structure converges to a final shape. Figure 4.7 shows
the initial geometry and multiple perspectives on the final geometry of the topology-optimized

Faraday medium.
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This work from Ref. [2] demonstrates how the Green’s tensor formalism can be used to
perform the inverse design of isolation processes, and how these tools can be exploited to
perform inverse design of Faraday media, opening up an avenue of research in the pursuit of

an integrated photonic isolator.

4.4 Summary and Conclusion

To summarize, in this chapter we used macroscopic QED to calculate a general formula for
energy transfer between two bodies in a non-reciprocal environment, before applying it to
a simple setup of two molecules near a semi-infinite half-space. After considering different
arrangements and dipole moment orientations, we found that for a parallel arrangement
there are certain dipole moment orientation combinations that produce a change in the rate
of interaction when the positions of the molecules are switched. We then plotted how the

rate varied with the molecular positions in one direction vs the other.

We then gave an overview of an application presented in Ref. [2] that uses the principles
of non-reciprocity in the inverse design of an optical device that promotes one-way energy
transfer. We provided an outline of how our result was applied, and finally a summary of the
results produced by C. Cisowski that demonstrate the optimization of such a RET isolator

using a custom-made algorithm.



CHAPTER 5

Three-body RET in a Reciprocal

Environment

In this chapter, we look at three-body resonance energy transfer (RET) and how the presence
of an external environment affects the rate of energy transfer, as shown in figure 5.1. We will

focus on how the system is affected by reciprocal media only, as we did in chapter 3.

We begin by using canonical perturbation theory (introduced in section 3.1.2) to eliminate
some of the computational complexity arising from the presence of the third body, and
then use macroscopic QED (introduced in chapter 2) to model the effects of an external
Arbitrary environment
A

Atoms or molecules

Figure 5.1: System of three bodies (donor, mediator and acceptor) in the presence of an
arbitrary external environment. Figure reproduced from [1] under the terms of the Creative
Commons Attribution 4.0 International license.

7
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Figure 5.2: Figure reproduced from [1] under the terms of the Creative Commons Attribution
4.0 International license. System of three two-level atoms/molecules transmitting energy
through the electromagnetic field due to resonance energy transfer. The donor begins in an
excited energy state, the acceptor in the ground state and the mediator in its lower state.
Energy emitted from the donor is absorbed by the mediator causing it to become temporarily
excited. The mediator releases this energy again and it is absorbed by the acceptor which
then becomes excited.

reciprocal environment and obtain a general formula for the rate of three-body RET in an
arbitrary environment. We note that similar calculations have been carried out for three-
body Interatomic Coulombic decay (ICD) in a vacuum by considering the mediator as part
of the environment of the two-body system [37], but this method makes it awkward to extend

the calculations to complex geometries.

As a proof-of-principle, we apply our formula to a setup in which the donor and and acceptor
are very close to each other and the mediator is distant from them. We place this system in
some simple environments, namely a vacuum and near a semi-infinite half-space, to calculate

analytic expressions for the rate of energy transfer.

5.1 Calculation of Matrix Element

In this section, we consider a system of three two-level atoms/molecules, a donor, acceptor
and mediator, and calculate the matrix element for energy transfer between the donor and
acceptor, considering both the direct interaction and the indirect interaction via the mediator.
We will apply canonical transformations to the Hamiltonian in order to reduce the order of

perturbation theory required in the calculation.

5.1.1 Setup

We consider a system of a donor, acceptor and mediator, as seen in figure 5.1. Energy from
the donor is released and transferred to the acceptor, either directly as in figure 3.1 or via

the mediator as in figure 5.2. In analogy to the two-body system set up in section 3.1, we
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can model the system via the Hamiltonian,

H = Hy + Hy = Hy + Hp), + Hp + Hp, (5.1)
where,
HO = Hrad + Hﬁol + Hr%ol =+ Hrlll/[ob (52)

where H,,q is the Hamiltonian of the radiation field, Hﬁml is the Hamiltonian of the molecule

& which we assume is known, and H. .ft is defined by,

HS, = —d; - E(re). (5.3)
The initial and final states of the system are taken to be,

i) = |ep, sm, ga; 0) , |f) = |9p, Sm, €a;0) , (5.4)

where gp(ga) denotes the ground state of the donor (acceptor), ep(eas) is the excited state
of the donor (acceptor), sy is an arbitrary state of the mediator and 0 is the ground state of

the electromagnetic field.

When considering the mediated interaction involving all three molecules, four emission /absorption
events take place as shown in 5.3a. This means that fourth order perturbation theory would
be required in principle. The complexity of such a calculation means that it is useful to
simplify the Hamiltonian as much as possible, which will be done in section 5.1.2. The direct
interaction involving only the donor and acceptor also needs to be taken into account, but

since it can be treated as a two-body interaction it is covered in section 3.1.

To find the contribution to the matrix element from the indirect interaction involving the

mediator, fourth order perturbation theory is generally used,

(5.5)

M= 3 (f| Hing |I) (I| Hing |11) (1| Higg |[I11) (11| Hipy |3)
1 (Ei_EI)(Ei_EH)(Ei_EIH) ’

IILIIT

where we are required to sum over all possible intermediate states for each of the steps I, II
and III (see figure 5.3a). This corresponds to four one-photon vertices and so gives rise to 24

time-ordered diagrams, as shown in figure 5.3b.

We can make use of canonical transformations, introduced in section 3.1.2, to simplify this
calculation in two steps. Firstly, by collapsing the two one-photon vertices at the mediator
into one two-photon vertex, thus lowering the perturbation theory required to third order,

as applied at lower orders in Ref. [90]. Secondly, by using the same principles we can find a
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(a) Resonant mediated (b) The 24 possible time orderings of mediated energy
interaction. transfer.

Figure 5.3: Feynman diagrams depicting energy transfer between a donor D and acceptor
A via a mediator M. (a) shows one of the possible time orderings, known as the resonant
interaction, highlighting the four emission/absorption events and three intermediate states.
(b) shows a simplified depiction of the 24 possible time-orderings that must be considered
when calculating the matrix element for this process.

new interaction term which is fourth order in the electric dipole moment, thereby reducing

the order of perturbation theory required to first.

5.1.2 Reducing order of Perturbation Theory

The first step in simplifying our calculation is to consider only the interaction at the mediator.
In other words, we temporarily disregard the donor and acceptor, and consider only the
subsystem of the mediator absorbing a photon and then emitting a photon, as in figure 5.4a.
We aim to create a new coupling term that is second order in the electric dipole moment and
can therefore describe both the absorption and emission events at the mediator, as in figure

5.4b, thus effectively eliminating the intermediate state.

To this end, we consider the subsystem described by the Hamiltonian,
HM = Hy + HY,, (5.6)
with initial and final states labelled M and N respectively,

M) = |51, ), IN) = [sas LB, X)) (5.7)
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Figure 5.4: Feynman diagram of the subsystem of the interaction at the mediator only. (a)
shows the two possible time orderings where the mediator begins in and ends the interaction
in its lower s state, and is excited to its r state in the intermediate state. (b) shows how the
interaction is considered after the unitary transformations have been applied, condensing the
two absorption and emission events into a single photon event.

We perform a unitary transformation on the Hamiltonian as we did in subsection 3.1.2,

i —i LT
HM = S pMeS = Z ] |:ZS, [@S, HMH
n=0
= Hy+ HM +[iS, Hy) + [ZS Hth] [iS, [iS, Hol] + ..., (5.8)

where again S is an as-yet undetermined generator that is assumed to be first order in the
electric dipole moment. We require a second order interaction term, so we eliminate the
first order H) term by choosing [iS, Hy) = —HM

it int» leaving up to second order in the electric

dipole,
HY, = Hy+ = [@S 3], (5.9)
with expectation value,
L [S HM] ! S (N HM T (1] HYL [ M) ! (5.10)
= i = : .
2 int 2 - int int EI _ EN EI _ EM

Making use of the diagrams depicted in figure 5.4a, we can see that there are two types of
intermediate states. In the resonant interaction, the (p, A) photon is absorbed before the
(p’, ') photon is emitted, and in the second off-resonant time ordering, the emission takes
place before the absorption. Therefore, the two types of intermediate states have different

energies. Labelling the resonant intermediate state type as I; and the off-resonant as I, we
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find the energies to be,

EM = Es + hCPa Eh :Era
En = E, + hep, E;, =FE, + hep + hep'. (5.11)

Making use of these and taking into account both the time orderings, (5.10) becomes,

-1 > (N [is, 3] M)

int 1nt

1 1 1 1
:--Z (N| HM M | >{

5.12
Evot hep ' Bra—hep | Bpot e Bpa— hcp'}  612)

where F, is the transition energy of the mediator going from the excited r state to its lower
s state. Since in three-body RET, the mediator responds at the frequency of the donor decay
transition [36], we can replace hep — E., and hep’ — —E,,, giving,

1 1

+

M
| > Ers + Eeg Ers - Eeg

(5.13)

1
= 5 <N| [ZS HM int~"int

int

} M) = =S (N| Y HY

r

Now substituting in the definition for the interaction Hamiltonian given in (5.3) and using

index notation, we obtain,

5 A 1 1
% [ (dvi Ei(ra,p) ) (o, B (raa, ') ) | M) T o (5.14)
==Y (N[} Ei(ra, p)Ej(ru, p) [M), (5.15)
where,
oM :Z (s| dg, Ir) (r ’CZM |s) N (s\ij ) (] dag, |s)
N Eps + Eeg Eys — Eeg
=3 Z| dil; T— (5.16)
Mlij Ers + E@g ETS — Eeg ’ :

is identified as the dynamic polarizability of the mediator [68|, where we have taken the
rotational average of the molecular orientation via d' @ d* = 3|d|’T (also given in (3.69)).

We can therefore define a new coupling term as given below,

H, = |:ZS H}X[t] = ZO‘U Ei(rn, ) Bj(ma, b)), (5.17)
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Figure 5.5: The three-body resonant interaction diagrams (a) before and (b) after the reduc-
tion of the order of perturbation theory. Figure reproduced from [1| under the terms of the
Creative Commons Attribution 4.0 International license.

and can write the new Hamiltonian as,
Hnew = H0+H{3t+H£t+H2, (518)

where we have effectively collapsed the two one-photon vertices at the mediator into one
two-photon vertex, as seen in figure 5.5. This means that when considering three-body RET,
instead of fourth order perturbation theory being required, now only third order is needed.
This reduces the usual 24 time-ordered diagrams 5.3b required for this calculation to just
six, as shown in figure 5.6. This is equivalent to using a polarizability-based Hamiltonian, as

in Ref. [91] for example.

We now go one step further and use the same techniques to create an effective fourth order
term that describes the entire interaction including all three bodies. We now consider the
full system made up of all of the molecules, and need to calculate both the direct interaction
between the donor and acceptor, which is second order in the dipole operator, and also the
mediated interaction, which is fourth order. The four one-photon vertices of the mediated
interaction have now been collapsed into two one-photon vertices and one two-photon vertex

at the mediator. We can simplify this further by way of additional unitary transformations.

Beginning with the new Hamiltonian,
Hpew = Ho + Hy + H,, (5.19)

where Hs is defined by (5.17) and the acceptor and donor interaction terms have been com-

bined into a single term which is linear in the electric dipole, H; = H2, + HP

1 int»

for simplicity.

For convenience, we introduce the dimensionless constant \ which is proportional to the
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Figure 5.6: The six time ordered diagrams for three-body RET once the two one-photon

vertices have been collapsed into one two-photon vertex. Figure reproduced from [1] under
the terms of the Creative Commons Attribution 4.0 International license.

electric dipole moment, giving us,
Hyow = Hy + MNH; + N2 H,. (5.20)

Performing a unitary transformation where the generator S; is linear in the electric dipole,

and taking terms up to fourth order, we obtain,

(o)

HO _irsi H,ooe ™51 — Z i [z’)\Sl, [iAST, ... ,Hnewﬂ

new v nl
)\2
:HO + AH, + )\2H2 -+ )\[25'1, Ho] -+ )\2[2'51, Hl] + )\3[7;51, H2] + ? [iSl, [’iSl, Ho]:|

/\3 )\4 )\3
+ S0 (68, i) + 5 [ih, S, Hal] + [z‘Sl, [y, [iSh, HO]]]

+ %4 [iS1, [iSl, [151, Hl]H + ;\—i {Z'Sh [iSb [iS1, [i.51, HO”]:| . (5.21)

To eliminate the terms that are first order in the electric dipole, we choose [iS;, Hy] = —H,

which simplifies the Hamiltonian to,

A2 A3
HY, =Hy+ \H, + =[Sy, Hy] + N[0Sy, Hy) + E} [2'51; [iS1, HlH

new 2
4 4

v %[iSl, [iSy, Hal] + % [z'Sl, [y, [iS1, Hl]]]. (5.22)
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We now perform a second unitary transformation, this time where the generator S, is second

order in the electric dipole,

HI(12€2)V :ei)\2S2 Hr(lé%veii)\QSb = E i' |:7:)\2527 |:7;)\2527 7H1’(1(132Ni|:|
n:
n=0

2 3

A A
:H() + )\2H2 + ?[251, Hl] + )\3[’i51, HQ] + ? [iSl, [iSl, HlH
X X
+ 5 (i1 liS, mal] + [iSl, [y, [iSh, Hl]]] 4 \2[iS,, Ho

A A
+ N[iS,, Hy] + 5 [0S, [iS1, Hh]] + 5 (055, [i.S2, Ho)] - (5.23)

We want to eliminate the second order terms except for %[iSI,HI], as this is the direct

interaction of the donor and acceptor. So we choose [iSy, Hy| = —Ha, leaving,
@) L. 37 Moo Moo
H o =Ho + 5[2517 Hy] + N[5y, Ho + 3 54, [iSh, Hi] + 5 051, [iS1, Ha|
AT . . Ar- Mo 4 PN
+ r} [251, [2517 [iSh, H1]H + A[iSs, Hy) + ?[2527 [ZShHlH - 7[252, H,)|

3 4

1 A A
=H, + §[isly Hy) + N°[iSy, Hy) + 3 [isb [0S, HlH + B [ish 151, H2H
4 A 4

+ % [iSl, iS4, i1, Hl]H + E[isg, Ho) + %[152, (151, Hil]. (5.24)

We finally perform a third unitary transformation with a generator which is third order in

A, and taking terms only up to fourth order we obtain,

, 4 > 1
Hr(lzéz)v = eM:SSSHI(uE%VeiZAsA% = Z _| |:i)\3537 |:i)\3537 Hr(lg‘)N]:|
n=0
— HE), + N[iSs, Hy). (5:25)

To eliminate the third order terms, we choose [iS3, Ho] = —[iS1, Ha] — [iSl, [i.57, Hl]] , leaving,

" . Moo Mo
Hnew :H() + 5[251, Hl] + ? [1317 [251, HQH + g |:ZSl, [2317 [lSl, HlHi|
A A
+ 7[@'SQ,HQ] +3 iS5, [iS1, HA]]. (5.26)

We know that the [iSl, [iSl, [iS1, H 1]}} term cannot contribute to the mediator-assisted rate,
since it is fourth order in the electric dipole, but contains no mediator term. Also, the [iSs, Ho]
term cannot contribute, since it does not contain donor or acceptor terms. This leaves us

with our new interaction Hamiltonian, the mediator-dependent parts of which are fourth
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order in the electric dipole moment as required,

Hint — Hdir + Hindir

int int

:% (11, ) + [i81, 181, B + [i8, 181, Hu]] ) (5.27)

where we have decomposed into the direct second-order contribution and indirect fourth-order
(mediator-dependent) contribution by defining,

L1
HEr = 5[2'51, H], (5.28a)

int

int

Hindir :% <[iSl, [iS1, Ho]] + [iSs, [iSl,Hl]D . (5.28b)

H;,; will form the basis of our perturbative treatment in the next subsection.

5.1.3 Perturbation Theory

We now apply this Hamiltonian (5.27) to our system and perform perturbation theory to find
the matrix element for three-body RET. In the previous section, we chose the generators S;
and Sy such that they satisfy [i.S1, Ho) = —H; and [iSy, Hy] = —Hs respectively. Thus, we

can say that,

(V] i5y ) = SLE D)

o gy (NTHL M)
(NS |M) = e

2
Fv—En (5.29)

where |M) and |N) are arbitrary initial and final states.

We now look at the interaction states in the new interaction Hamiltonian (5.27), noting that
the first term corresponds to the direct interaction and was calculated in section 3.1.2 to be
(3.26). The second term of (5.27) is fourth order in the dipole operator, so corresponds to

the mediated interaction,

(N1 5 (i85, i, Hol] [M) =

_ 12 (N Hy |[IT) (11| Hy 1) (I| Ho [M)  (N|Hy |I1) (11| Hy |I) (I| Hy |M)

2 (Ex — Ern)(En — Er) (Err — Er)(Er — En)

111
_ 2(N[Hy |[1I) (II| Hy |I) (I| H, |M)

(Ex — Enn)(Er — Eur) (5:30)
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For the final term of (5.27) we obtain,

(N %[2'52, iy, HyJ] | M)

1 (N|Hy |IT) {(II| Hy |T) (I| Hy | M) 1 1
> ( )

2 E; — Ey Exn —Err Enp—Er
N|H, |II){II| H,|I) {I|H, |M 1 1
o (N|Ho|IT) (11| Hy |1) (1| H, | >( ~ ) (5.31)
EN — E][ EII - EI EI - EM

Combining the two contributions for the mediated interaction, we arrive at,

<N’ H.indir |M> —

int

D

1,11

1

5 ((NTHLLD) (T Hy (1) (T) Ha | M) + (N| Hy |[LT) (IT| Hy |T) (1] Hy [M))

1 1 1
((EN - EII)(EII _EI) a (EI _EM)(EN _EII) * (EI _EM)(EII - EI))
(N|H, |11) (11| Hz |I) {I| Hy |M)
_ B s B B ] . (5.32)

As before, each of the terms gives rise to two different time orderings depending on the
order of Hp and H 4, resulting in six time orderings all together. In both the first and second
time orderings, (a) and (b) in figure 5.6, both the donor and acceptor absorb photons and the
mediator emits two photons, meaning those terms can be grouped. Likewise, in the third and
fourth orderings, (d) and (e), both the donor and acceptor emit photons and the mediator

absorbs them, so the terms can be grouped. So now combining all six time orderings we have

four terms,
Mindir _ Z <f| . HDHAH2 _ HQHDHA
fi ' (Eeg + hcp)<E€g — hcp/) (Eeg — hcp)(Eeg + hcp/>

+ + 7). (5.33
(Eeg + hep) (Eeg + hep') (Eeg — hep) (Eeg — hep) i )

To obtain our total matrix element, we need to sum the results from the direct interaction,
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given in (3.18), and indirect interactions, calculated above. So we have,

M M](cizlr + Mlndlr

:Z - HyHp  HpHy n HpHaH,
hep — Eqg hep+ Eog  (hep + Eog)(hep' — Eog)
HyHpHy HpHyHa HaHyHp ,
+ + + |3)
(hep = Eeg)(hep’ + Eeg) -~ (hep + Eeg)(hep' + Eeg) — (hiep — Eeg) (hicp’ — Eeg)
(5.34)
where,
H = —dD E(’I‘D)
HA = —dA E(’I" )
Hy = —a (k) E;(ry, p) B (7. ). (5.35)

This matrix element (5.34) contains the information from all of the different time orderings,
meaning we no longer have any explicit intermediate states. As a result, the order of pertur-
bation theory required has been further reduced to first order. The first two terms of (5.34)
are the direct (two-body) interaction terms, the first corresponding to the resonant time
ordering and the second the off-resonant. The other terms describe different time orderings
of the mediated interaction. The third and fourth terms are the half-resonant contributions,
where the third term corresponds to (d) and (e) in figure 5.6 and the fourth term to (a) and
(b). The fifth term describes the completely off-resonant interaction, shown in (c), and the

sixth is the completely resonant interaction, (f).

We can now use this matrix element in the Fermi Golden Rule to calculate the rate of

interaction.

5.2 Rate of Energy Transfer in Reciprocal Media

In this section, we combine our general expression for the matrix element of three-body RET
(5.34) with macroscopic QED (introduced in chapter 2), which allows for the description of
external environments via the Green’s tensor (see section 2.2). This will then be used in
the Fermi Golden Rule to calculate a general formula for three-body RET in an arbitrary

environment.
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5.2.1 Applying Macroscopic QED

We now employ macroscopic QED by expressing the electric field in terms of the Green’s
tensor via (2.36). The first two terms of (5.34) were calculated in section 3.2 and were been
found to be (3.46) and (3.47), so we now need to apply the same methods to the other four

terms.

The numerator of the third term in the matrix element (5.34) combined with the interaction

Hamiltonian (3.3) can be written as,

(f| HyHaHs, i) = — {gp, $m, e; 0 dp, Bi(rp)da, B;(ra)
X E’k(rMap)a%(k)El(rMap,) ‘6D73M79A§ 0>
= — dyp, d'y i (k) (0] Ei(rp) Ej(ra) Ex(ras, p) Ei(my, p') 0) (5.36)

where we have redefined the dipole moments using (3.32). To begin with, we substitute our
expression for the electric field in reciprocal media (2.36) to the mediator terms, E('rM, p)
and E (a1, p'), only. Using the fact that the annihilation operator acting on the ground state

gives zero (2.24), we know that the only surviving term will be,

(f| HhHaH, |i) :—Z/O dw/d3r2/0 dw’/di‘r’dgid;ja%(k)
A N

A A

X <O‘ i(TD)Ej(TA)GT)\km (TMv r,w)fim(r,w)GLn (er T/7w/)fi’n(r,>w/) |0>
= —Z dw / d%Z / dw’ / d*r'dy, d'y ol (k)
~ Jo ~ Jo ’
x (0| Bi(mp) B (ra)GL, (ra,m,w)GY (ru, 7,0) |1y, (7, 0'), 15, (r,w)),  (5.37)

where we have used f](r,w)|0) = |15(r,w)). Now, as in section 3.2.1, we know that only
terms containing both creation and annihilation operators for each mode will contribute,

meaning we get,
(f| HyHpH, |i) = —Z/O dw/d?’rZ/o dw’/d?’r’dgid;ja%(k)
A A
x (0] G, (Pp, 7, w) G, (Pa, 7, W)GY (ra, 7, w0)GY (e, 7, 0) [0),  (5.38)

where we have used fl, (7", w") |1,\(’r,w)> = G 0(r” —r)d(w”’ —w). Now using the com-



CHAPTER 5. THREE-BODY RET IN A RECIPROCAL ENVIRONMENT 90

pleteness relation defined in (2.85), we can rewrite as,

h2lu2
(f| HhHaH, |i) = — W2°dgid1ja%(k)

x/ dw/ dw' ImG i, (rp, i, w) IMGy (7 a, ry, ). (5.39)
0 0

So now we have an expression for the third term of the matrix element (5.34),

HDHAH2 . gt / /
— d Al dw [ dof
U ep T B e — B 11 il
2ImGZk(7‘D,TM>W ImG]l(’I“A,TM7W)’ (540)
W — W w + W()

where we have made the substitutions hcp = hw, hep’ = hw' and Eey = hwy. We can apply
the same method to the remaining three terms of (5.34) so that the indirect matrix element
(the final four terms of (5.34)) is calculated to be,

Migdir__ﬂ_%/oodw/oodw/ 2,2 ldi dT M(k)ImGik(T’D,T‘M,w) ImGji(ra, rv, w')
i 2 0

w + wy w' — wy

+ M (k)d d, mCulru 7D, @) ImGa(ru, 7y o)
’ ’ W — Wo W+ wo

dT ImGix(rp, rv, w) ImG (70, Ta, W)

+d}, a2 (k) ,
w + wo w4+ Wy

d‘l’ ImG]l(rM, TD, W ) ImGik<rA7 M, W/)

+ dly (k) (5.41)

w — Wy w' — wy

The next step is to apply contour integration techniques to evaluate these frequency inte-

grals.

5.2.2 Contour Integration

We can rearrange these as in section 3.2.1 using the result (3.45). We can also apply the

results found in section 3.2.2, which have been generalized and summarized below,

0 2 / 2G ' q
/ g G / de ECT T Lok Gr ! ), (5.42)
0 w — W 0 i§ — wo
—00 2 / 2 !
/ g G(r,r w) _ —i/ 55 G(r,r ,25)’ (5.43)
0 W — Wo 0 Z£ — Wo

/°° " wWG(r,r' w) :/ " W G(r,r'\w) _ —z/ 552 (r, 7, if)’ (5.44)
0 0 0

w + wo w + wo 1€ + wo
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to make the substitutions,

/ g G W) Flr,r), (5.458)
0 w + wo

> ImG !
/ = mw (Z)’TM) = —F(r,r) + mwgG(r, 7', w), (5.45b)
0 — Wo

where we have defined the function,

F(r,r')z%/wdggm(r,r’,fzg)( b1 ) (5.46)

0 W — Wo w + wo

noting that in the case of reciprocal media, Lorentz reciprocity (2.74) holds for the Green’s
tensor and therefore also for this function. Applying (5.45) to the indirect matrix element
(5.41) we obtain,

2
aptn = — B Ldj, dl (k) Fan(ro, ) [~ Fa(ra, mo) + 7 G(ras mas, )]

+Oz~(k:)d%kdgl [— i (rar, p) + 7wi Gag(ra, 7o, wo) | Fj(ma, 7a)
"‘di (k)dLFm(rD, TM)FJI(""M, T)
—l—dT (k)diDl [ F(ry,rp) + WwoGﬂ('rM,rD,wo)]
X [=Fp(ra, rm) + mwgGir(ra, v, wo)] } . (5.47)

We now make use of the Lorentz reciprocity of of our function, so Fj;(r,r’) = Fj;(r',r), and

also that the dynamic polarizability is symmetric in its indices, af] (k) = oj(k). For the

terms with no poles, we find,

dp,,dly o (k) Fi(rp, 7ag) Fiu(ra, var) = dly F(ra, man) g (k) Far(rp, ) dip,
= dT Fi(ra, rv)ag; (k) Fr(ru, 'PD)dh,
il (k)dp, dly Fir(rag, rp) Fiu(ra, ra) = d;lﬂy(T‘AarM)a%(/f)Ek(TMa"“D)dfgw
dp, o (k)dly Fy(rp, ) Fji(ra, ma) = d;lﬂj(rA,rM)a%(k)Fm(rM,rD)dgi,
d, aM (k)b Fi(ryg, m0) Fi(ras mar) = dly Fi(ras ) ol (k) Fu(ra, ro)dhy, (5.48)
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all of which can be written as d, - F(ra, ry) - &M (k) - F(ry, rp) - db,, so we see that all four

terms without poles cancel each other. Similarly for the terms with one pole,

dp,dly i (k) Fy(rn, ru) 7wl G (ra, ma) = mwidly, Gul(ra, ma)ady (k) Fr(ra, mo

( )

(k)d%de,Wwosz(”’M,TD) jl(rM7rA)
dT (k)diDlF}l(""Ma rp)Twg Gk (ra, )
)

dT (k’)d\LDlﬂ-woG_]l(TMy TD) ik(’rA7 ™™

deAlFl] (ra, rM)aM(k:) a(PM, D

( )d},

( )dp, .
dly Gir(ra,rn)ogs (k) Fy(r, rp)dy,
dly Fir(ra, ma)aps (k)G )

M, TD dEl
(5.49)

we see that the first and third are equal, and the second and fourth are equal, meaning that
all of the one-pole terms cancel. This just leaves the two-pole term, meaning our expression

for the indirect matrix element becomes,
M = 2n u)é‘dT Gik(rA,rM,wo)oz%-(k)Gﬂ(rM,'rD,wg)del. (5.50)
Now, combining the direct and indirect contributions we obtain,

Mfz :Mdiir + Milgdir
== uodeLi : [G(TA, D, Wo)

+110wa G (T4, a1, wo) - @™ (k) - Gy, Tp, wo) | - d%. (5.51)

We can now substitute this expression into Fermi’s Golden rule [68], calculating the rate to
be,

2
L'y =f|Mfi|25(EI — Ey)

2 2,4
Z%MTA' [G(TA,TD,WO)

+10wi G (ra, Par, wo) - (k) - G(ru, o, wo)] - db|2. (5.52)

The first term of (5.52) describes the direct interaction between the donor and acceptor,
where the field propagates from the donor at position rp and is observed at the acceptor
at 7, therefore corresponding to the resonant interaction. The second term describes the
mediated interaction, where the field propagates from the donor to the mediator, and then
from the mediator to the acceptor. We can see therefore that the fully resonant interaction

is the only time ordering that ends up contributing to the overall rate of energy transfer.

This result reduces to the three-body ICD formula given in [37] if the acceptor’s transition

dipole moment is expressed in terms of a photoionization cross section and the vacuum



CHAPTER 5. THREE-BODY RET IN A RECIPROCAL ENVIRONMENT 93
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(a) Colinear arrangement. (b) T-shape arrangement.

Figure 5.7: Two possible arrangements of three bodies (donor, acceptor and mediator) in a
vacuu.

Green’s tensor (B.1) is used. As a proof-of-principle, in the next section we apply this

formula to some simple environments.

5.3 Results

This formula (5.52) allows the calculation of the rate of energy transfer of three-bodies in an
arbitrary external environment. As a proof-of-concept, we demonstrate the use of the formula
for two simple environments, namely a vacuum and a semi-infinite half-space. However, we
emphasize that the formula is applicable to any external environment, and could be used to
calculate interactions within far more complex systems, such as proteins and other biological

systems using a numerically calculated Green’s tensor.

There are two geometries we are particularly interested in. The “colinear” arrangement, where
all three molecules are on the z-axis as in figure 5.7a, and the “T-shape” arrangement, where
the donor and acceptor are at an equal distance above and below the z-axis respectively, and

the mediator is again on the z-axis, as shown in figure 5.7b.

The main challenge is how complex the forms of the Green’s tensor can be (see App. B),
making it difficult to derive analytic expressions for the rate, even for these simple geometries.
To simplify our calculations, we can either impose simplifying limits on the Green’s tensor
in order to calculate the rate analytically, or numerically calculate the rate of interaction for
different arrangements. This would involve fixing the donor and acceptor’s positions, and
calculating how the rate changes for different mediator positions along the z-axis. We will

take both of these routes in this section.

The simplifying limits we impose to allow the calculation of analytic expressions are that the
donor and acceptor are close enough to each other that the direct interaction between them
is in the non-retarded limit. This is equivalent to assuming that the intermolecular distance

between the donor and acceptor is significantly less that the characteristic wavelength. The
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other limit we impose is that the mediator is far enough away from the donor and acceptor
that the retarded limit can be used. This corresponds to a system of experimental interest
consisting of a dimer trapped near a surface controlled by a distant mediating agent (e.g. Ref.
[92]). Therefore, we need to use the non-retarded limit of the Green’s tensor when describing
the direct interaction between the donor and acceptor, and the retarded approximation to
describe the mediated interaction. So when we are making this approximations, our rate
formula (5.52) becomes,

27 2w

Dim = h? 0|d£' [GNR(TA,”‘D,UJO)
0w Gr(Ta, T, wo) - M(K) - Gr(ry, 7o, wo) | - db %, (5.53)

where Giyg is the non-retarded limit of the Green’s tensor, and G&R is the retarded limit. We
will use this form of the rate equation when performing subsequent calculations for a system

in a vacuum and a system in the presence of a half-space.

As in section 3.3, we use the isotropic average when calculating the rate, so making the

substitution given in (3.69), (5.53) becomes,

2 4
iso 27 5wy

|dal?|dp|* Tr[K (1A, ry, 7o) - K (7, 7y, 74) ] (5.54)
where we have defined,

K(’I"A, ™, T'D) = GNR(TA, TD, w()) + MQWSGR(’I"A, ™, WO) . OéM(k?) . GR(T’M7 Tp, LU()). (555)

We now apply our rate equation (5.54) to two simple environments, namely a vacuum and a

semi-infinite half-space.

5.3.1 Vacuum

In the vacuum case, the form of the Green’s tensor (B.1) is sufficiently simple that we are
able to analytically calculate the rate of energy transfer for both geometries of interest in
figure 5.7, the colinear arrangement and the T-shape arrangement. We use the approximate
forms of the Green’s tensor for a vacuum for the near- and far-field limits in our limiting rate

equation (5.54) and apply this to the geometries of interest.
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Colinear Analytic Expression

For the colinear arrangement shown in figure 5.7a, we note that zy; > za > 2p, allowing the

substitutions,

|za — 2p| = [2p — 2a| = 2a — 2D = 24D,
|za — 2m| = om0 — 24| = 2m — 24 = 2ma,
l2p — 2m| = |2m — 2p| = 2m — 2D = 2mD- (5.56)

We can use the expressions for the non-retarded and retarded limits of the vacuum Green’s

tensor, (3.77) and (3.79) respectively, to calculate the trace of the functions from (5.55),

TI" [Kc(’I‘A, M, ’I‘D) . Ké(’I‘D, M, ’I‘A):|

Be — Ac 0 0 By — Ac 0 0
=Tr 0 Bc — Ac 0 : 0 Bé — AC 0
0 0 2A¢ 0 0 2A¢
= 6A2 + 2Bc B — 2Ac(Bc + BY), (5.57)

where we have defined,

2 w2 etwo(zmatzup)/c
Ao = —5—=, Bg=H0M . (5.58)
dmwiszap 1672 2pmA 20D

Substituting (5.57) into the isotropic rate equation (5.54) we find,

2 2
_ 2 112004 2 2
e :—ngwo |da]?|dp|*{ 6 (—C D) +2 (—“WOQM )

4rwizy 16722014 2MD
2
5 c? fowsang COS[2 (2nia + 2up)]
4wz 16722014 2MD
2, 4 2 2, 4,2 2 wo
_ MWy d ]2|d ‘2 3¢ HoWoly € Ho%Mm cos| p (2ma + 2up)] (5.59)
- 9% A D 4 4.6 6473 2 2 1672 3 : :

In this first term, we can recognize the characteristic r=¢ dependence that arises from direct
two-body energy transfer between the donor and acceptor without the influence of the medi-
ator in the non-retarded limit. The other two terms correspond to the mediated interaction,
and we see this oscillating contribution which only appears with the addition of the third
body.
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T-shape Analytic Expression

For the T-shape arrangement, we label the distance between the donor and acceptor as L,
so that the donor is at a position L/2 above the z-axis, and the acceptor is L/2 below the

z-axis, as shown in figure 5.7b. In this geometry, we find,

100

(€)@ e€)apmpa=[0 0 0], (5.60)
000
o0 2z

(¢«3p<§§>ep)DM/MD:R—2 o o0 o |, (5.61)
"\=2Lz 0 4z
(o0 2Lz

(e,,@«ap)m/MAzR—2 o 0o o [, (5.62)
“\erz o0 a4z

where we have defined R = 4Z% + L?. We can use these to obtain expressions for the

non-retarded and retarded limits of the vacuum Green’s tensor in this geometry,

) -2 00
(0,T) _ ¢
G\g ' (Ta, D, wo) = “ D 0 1 0], (5.63)
0 01
2
o iRt /2 4z= 0 2LZ
Gy (ra,rmywo) =——F——%3—| 0 R 0 [, (5.64)
2R
2LZ 0 L?
2 _
o iRt /2 4z 02 2LZ
C;R7 (T‘M)TD7WO) - _W 0 R+ 0 . (565)
+ 2
—2L7Z 0 L
So, we can calculate the function (5.55),
-2 0 0 AZ*R* 0 2LZR?
Kr(ra,rv,rp) =—Ar [ 0 1 0+ Br 0 R 0 : (5.66)

0 0 1 2LZR®: 0 —L2R?%
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where we have defined,

c?  powiange

A2l TN T 412 RS

iwoRy/c

R* =47° - [*, Ap= (5.67)

We can therefore can calculate,

Tr [KT(TAa ™, TD) : K:_[k‘<'rDa ™, TA)]

=(2A7 + 4By Z*R2)(2Ar + 4B47Z°R?) — 4BrB5L*Z°R! + (Br R, — Ar)(BsRL — Ar)
—4BrByL*Z°R* + (Ar + BrL*R2)(Ar + B L*R?)

=6A% + BrBi(R® + RY) + Ap(Br + Bi)RL(R® + RY), (5.68)

and substitute into the expression for the isotropic rate (5.54),
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N ¢ powgong cos[“L R, | <R2 1 >
We can identify similarities between this and the colinear expression (5.59). The first term de-
scribes the direct interaction, displaying the characteristic =% dependence, and the mediated

interaction again contains an oscillating contribution.

Comparison Plots

We can plot the rate’s dependence on the mediator position by fixing the positions of the
donor and acceptor and allowing the position of the mediator to vary along the z-axis. Due to
the approximations we have applied, the calculated rate is only applicable when the mediator
is sufficiently far enough away from the donor and acceptor, since the retarded limit has been
applied. The rates for both the geometries are plotted in figure 5.8. We can see that both
geometries display oscillatory behaviour, meaning the mediator can suppress or enhance the

rate of energy transfer between the donor and acceptor depending on its position.

To study more general geometries, we can extend this to allow the mediator to vary its
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Figure 5.8: Plot of rate of energy transfer against mediator position for two arrangements of
a three-body system in a vacuum, normalised to the isotropic two-body vacuum rate. The
approximate analytic expressions, (5.59) and (5.69), are compared with the exact results.
The mediator position is in units of the transition wavelength \q and the polarizability vol-
ume oy /4meg of the mediator is chosen as 0.1\3. For the colinear configuration, the donor is
at {zp, 2p}/ Ao = {0,0.04} and the acceptor is at {xa, za}/Ao = {0,0.08} as indicated by the
blue and red vertical lines and dictated by the imposition of the non-retarded limit in that
section of the system. For the T-shape setup, the donor is at {zp, 2p}/\o = {0.02,0.08} and
the acceptor is at {za,za}/Ao = {—0.02,0.08}. In order for the retarded approximation to
hold in its section of the system, the mediator should not be brought nearer than approxi-
mately a wavelength away from the donor, acceptor or boundary. This is indicated by the
dashed vertical grey line.
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Figure 5.9: Rate of energy transfer for a donor and acceptor in a vacuum. The donor is fixed
at position {xp, zp}/Ao = {—1, 1}, the acceptor at position {xa,za}/Ao = {1,2}, while the
mediator is free to move in the zz-plane. The other parameters and normalisation are the
same as in Fig. 5.8. The grey regions around the donor and acceptor indicate where the rate
enhancement goes off the colour scale, the limits of which have been chosen to demonstrate
the oscillations the mediator induces.

position over the zz-plane and investigate how this affects the rate (see figure 5.9). This
gives us a clear visual representation of how the geometry of the molecules affects the energy
transfer rate, even when just in a vacuum environment. The grey regions around the donor
and acceptor in figure 5.9 represent values that are too large (ranging from ~ 10% and ~ 10°)

to show on the colour scale while preserving the visibility of the oscillatory behaviour.

5.3.2 Half-space

We now move on to studying a system of three bodies in a colinear arrangement near a semi-
infinite half-space. We will again apply the near- and far-field limits, which corresponds to a
setup of a dimer trapped near a surface controlled by a distant mediating agent, a situation

of experimental interest (e.g. Ref. [92]).

Colinear Analytic Expression

The form of the Green’s tensor when a dielectric half space is introduced is significantly more
complicated than that of just a vacuum, even when only considering simple reciprocal media
(see Appendix B.2). To make things simpler, we will just consider the colinear case where

all three molecules are positioned along the z-axis, as shown in figure 5.10.
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Figure 5.10: Colinear system made up of three bodies and a semi-infinite dielectric half-space.
The donor and acceptor are assumed close enough together and to the surface to apply the
non-retarded (NR) limit to their direct interaction, and the mediator is assumed far enough
away from both that the retarded (R) limit can be applied. Figure reproduced from [1] under
the terms of the Creative Commons Attribution 4.0 International license.

We are interested in the case where the donor and acceptor are positioned very close to
each other and to the half-space, and the mediator is far away from them. This means that
we can again apply the non-retarded limit to the direct interaction between the donor and
acceptor, and the retarded limit to the mediated interaction (see figure 5.10), so we use (5.54)
to calculate the rate. As discussed in subsection 2.2.1, the effective Green’s tensor we require
is the sum of the vacuum Green’s tensor and the half-space Green’s tensor. Substituting
these effective Green’s tensors for the non-retarded and retarded regimes, (B.38) and (B.40)

respectively, into our function defined in (5.55), we find,

; 10 0
HS c 1
KC (’I"A,’l”M,’I’D) :471'(,02 Z3_ 0 —1 O
0 AD 0 O 9
e (1000 ) 100
+—B g 10| +E Moo 1 0], (5.70)
ZAD 167
00 2 000

where we have again made use of the substitutions (5.56) for our three-body colinear ar-

rangement and we have defined,

1z2MAWo /C iZMaAwo/cC izMpwo/c iZMpwo/c
C= € + ¢ RR] [6 + ¢ Rr| . (571)

ZMA ZMA ZMD ZMD
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So we can now calculate,
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and substitute this into the rate equation (5.54) to find,
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As we have done for previous results, we are able to identify the origin of some of the
contributions in this expression. For example, upon comparison with the two-body non-
retarded half-space rate in (3.84), it is clear that the first square bracket of (5.73) describes the
direct interaction between the donor and acceptor, including the effect of the half-space. We
can similarly identify the contributions that correspond to the three-body vacuum interaction
by considering the form of the function C' defined in (5.71). Picking out only the vacuum
terms in this function by setting Rg — 0, we find C' — exp[ (zma + ZMD)WO/C] /ZMAZMD-
By comparing with (5.59), can then see that the first term in the second square bracket of
(5.73) contains the contribution from the solely mediated vacuum interaction (second term
of (5.59)) and the second term in the second square bracket of (5.73) contains the oscillating
term arising from the interference of the direct and indirect vacuum interactions (final term

of (5.59)).

Comparison Plots

Based on Ref. [92], we are particularly interested in how changing the position of the mediator
affects the rate of energy transfer between the donor and acceptor. Figure 5.11 shows how the

rate of energy transfer changes as the position of the mediator is varied along the z-axis, both



CHAPTER 5. THREE-BODY RET IN A RECIPROCAL ENVIRONMENT 102

PN
1 \

' iy TS e —
] ~=" 4

rCLISO!rO
[a=]
(o)
[+=]
T

096 ! ]
i Half-space (exact)

0.94[ ' ]
I Half-space (approx.) ]

092L ' ]
! Vacuum (exact)

090 L1l - \ P o '

00 05 10 15 20 22

Z /A 0

Figure 5.11: Plot of rate of energy transfer against mediator position for a colinear three-
body system near a half-space (shaded region) modelled as a perfect reflector (corresponding
to e — oo so that rng = 1 = —rg). The surface is positioned at z = 0, and the donor and
acceptor are in the same positions as in the colinear setup of figure 5.8. The other parameters
and normalization are the same as in 5.8.

using the approximate formula (5.73) and for an exact numerical calculation using the full
formula (5.52) and the full form of the half-space Green’s tensor for the colinear arrangement

given in (B.15).

We can see from figure 5.11 that the presence of the mediator creates an oscillating effect, as
with the vacuum case, and that there are certain positions for which the mediator enhances
or suppresses the rate of energy transfer at the few percentage level. It is clear from figure
5.11 that the approximations we applied to write down (5.54) work where they are expected
to (mediator significantly more than one wavelength away from donor, acceptor and surface),
but fail outside of that. It is interesting to note that for this particular situation the effect of
the mediator is actually diminished by the presence of the half-space. In other words, when
the environment contains this half-space, adding a controllable third body will have a less of

effect on the energy transfer rate between the donor and acceptor than if no half-space were

present.

This points towards a highly non-trivial dependence of the donor-acceptor transfer rate when
accompanied by a mediator and a nearby surface. To investigate this (and to go beyond the
colinear case) we use the full form of the Green’s tensor for an environment containing a
half-space (B.5). A density plot showing the rate for different positions of the mediator in
the xz-plane is shown in figure 5.12. The plot demonstrates the intricate dependence of the
mediator’s position on the rate of energy transfer between the donor and acceptor even in the
presence of a relatively simple environment, producing both enhancement and suppression in

different regions. As for the vacuum case, the values represented by the grey regions around
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Figure 5.12: Rate of energy transfer for a donor and acceptor near a half-space with reflection
coefficient 7, = 1. The bodies are positioned in the same way as in figure 5.9. The other
parameters and normalisation are the same as in Fig. 5.11. The grey regions around donor
and acceptor indicate where the rate enhancement goes off the colour scale, the limits of
which have been chosen to demonstrate the oscillations the mediator induces.

the donor and acceptor go off the colour scale, which has been chosen so that we are able to

see the oscillatory behaviour produced by the presence of the mediator.

5.4 Summary and Conclusion

In this chapter, we have used canonical transformations to calculate a general formula (5.52)
which can be used to find the rate of energy transfer between three bodies in any arbitrary
reciprocal environment. We could have obtained this using standard perturbation theory, but
the use of canonical perturbation theory beyond second order reduced the number of time
orderings we were required to consider, decreasing the complexity of the calculation. We then
applied this formula to simple situations for which the Green’s tensor is analytically known,
namely three bodies in free space and near an external semi-infinite reciprocal half-space.
However, the key point is that the formula could be applied to any environment for which

the Green’s tensor is known either analytically or numerically.

The work presented in this chapter presents possible applications in several areas. For ex-
ample, our calculated formula for the rate of energy transfer between three bodies (5.52)
can be thought of as a minimal model of a RET in a more complex environment, and as

such could be used as a starting point for investigations of this sort. More specifically, the
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mediated RET discussed in this chapter may play a part in long-range energy transfer within

photosynthetic complexes, so this work could be useful in exploring this area further.

Furthermore, our work could indicate a potential way to observe retardation in RET. Or-
dinarily the energy transfer rate at retarded distances is extremely small compared to the
corresponding (observable) rates at smaller distances [93], but adding a distant mediator to
a non-retarded, surface enhanced reaction could be a way of increasing the rate of interac-
tion, overcoming the complication of low rates and allowing the observation of the role of
retardation in RET.

It is also interesting to note that the form of the rate equation found, (5.52), is exactly as
one would anticipate from intuition about transition dipole moments and the Green’s tensor.
As indicated in Casimir and Polder’s 1948 paper on interatomic potentials [94], this could
likewise point towards a simpler way to obtain fully quantum formulae of this nature. This

would be the start of a powerful method to carry out more complex many-body calculations.



CHAPTER 6

Controlling Intermolecular Coupling

In this chapter, we explore how a macroscopic environment can be used to manipulate in-
termolecular coupling in a system. In particular, we investigate how this can be applied to
enhance the superabsorbing properties of a nanostructured synthetic light-harvesting sys-
tem. We begin with an overview of the fundamental concepts utilized in such a system,
before turning our attention to a specific setup consisting of a ring of optical dipoles. In
such a setup, inspired by photosynthetic systems, a superabsorbing state can be reached and
sustained by effective structure of energy levels which induces the required interplay between

optical and vibrational environments.

We define a “guide-slide” superabsorber to be a collection of optical dipoles with: 1) a ladder
of excitation manifolds that each has rapid relaxation to a well-defined lowest-energy state,
2) collectively enhanced optical rates coupling the lowest-energy states of adjacent manifolds.
In previous work [46], it has been found that a ring of dipoles can meet the above conditions
if the sign of the coupling relative to free space is changed. This can be achieved by a suitable
skewing of the dipole moment orientations, at the cost of reduced collective dipole moment
(hindering superabsorption), as well as the need for ad-hoc re-initialization and placement of
the structure in a photonic band gap. In this chapter, we explore how the so-called guide-
slide effect can also be achieved by careful engineering of dipole-dipole coupling within the

ring through the addition of a macroscopic dielectric environment.

To firstly illustrate the manipulation of dipolar interactions, we present a simple demonstra-

105
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tion of coupling control in a system that we can describe analytically, namely two bodies
near a dielectric half-space. As a proof-of-principle, we show how the characteristics of the
half-space and the dipole positions can be chosen to change the sign of the coupling. Next, we
apply these principles to the ring system by demonstrating how the placement of a dielectric
sphere inside the dipole ring can induce the "guide-slide" effect. The characteristics required
of the sphere to produce the necessary effect are then explored. Finally, we give an overview
of the methods and results of A. Burgess et al. in our publication [3|, in which an open
quantum systems approach is used to model our presented ring system as a quantum heat

engine.

6.1 Superabsorption in Light Harvesting

We begin this section with an overview of the process of photosynthesis and how its concepts
can be harnessed in the creation of artificial light harvesting systems. The fundamentals of
superabsorption are then given, before exploring how this phenomenon can be applied to
improve photon capture in photosynthetic nanostructures. Finally, we take inspiration from
naturally occurring light-harvesting structures to present a simple nanosystem made up of a

ring of dipoles, on which the rest of the chapter will focus.

6.1.1 Photosynthesis and Light Harvesters

In humanity’s quest to more effectively utilise solar energy to fit our growing demand, an
obvious area of study is the way that nature is able to efficiently capture the sun’s energy
during photosynthesis [52, 95|. Understanding the mechanisms involved in photosynthesis
could be key to improving synthetic light-harvesting for use in the production of solar energy
[96, 97].

The photosynthesis process begins with energy from sunlight being captured by light-harvesting
complexes made up of chromophores'. The energy is stored in the electronic excited states
of the chromophores, before being transferred within and among the light-harvesting net-
works until it reaches a reaction centre [96]. The energy transfer process that makes this
possible is RET (resonant energy transfer), which has been the main focus of this thesis.
It has been found that the energy is directed by means of an energy gradient, whereby the
excitation moves towards the acceptor chromophore whose absorbance has the most overlap
with the donor’s fluorescence [96]. This results in a small energy loss with each downbhill

energy transfer that takes place.

!Choromophores are molecules or sections of larger compounds that absorb a particular wavelength of
light.
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Two possible routes to enhancing the efficiency of artificial photosynthesis are to improve
the effective capture of photons, or to improve the transfer of the excitation energy. In this

chapter, we focus on the former.

A fundamental limit on the efficiency of solar cells was found to be due to electron-hole
pairs being prematurely lost due to radiative recombination [98]. Consequentially, signif-
icant research has been done into preventing this recombination as a means to improving
light-harvesting efficiency [55, 99-101]. However, an alternative method for improving the
efficiency is to create and sustain what is known as a superabsorbing state within the light-
harvesting system [47]. The next two subsections discuss the fundamentals of superabsorption

and how this phenomenon could be utilized in light-harvesting systems.

6.1.2 Fundamentals of Superabsorption

Superabsorption can be considered as the time-reversal of superradiance, a process first in-
troduced by Dicke in 1954 [102]. In superradiance, an ensemble of N atoms are correlated in
such a way that the power of the field spontaneously radiated by them is proportional to N?,
rather than being linearly proportional to N as it would be for an ensemble of uncorrelated
atoms. These correlations arise when individual atoms align their dipoles in a given direction,

creating a collective dipole [103].

To investigate this, we assume that the atoms are confined to a volume that is small in
comparison to the transition wavelength A, and that they are therefore coupled to the same
electric field. In other words, the emission or absorption of a photon with wavelength A cannot
be attributed to a single specific atom in the system, and therefore the system coherently
radiates. An ensemble of atoms modelled as two-level systems which can be in the ground
state, |g), or an excited state, |e), can be described by the Dicke Model [102]. In this model,
each atom is mapped to a spin 1/2 particle, where the |g) and |e) states are the spin down and
up states, respectively. We can therefore describe the system using the language of angular

momentum.

The atoms transition between their ground and excited states via raising and lowering oper-

ators that are analogous to the Pauli spin matrices [103],

5-2+ = lei) (gil , 6.1a)
o7 = lod) fed (6.10)
57 = 5 (e (edl ~ s} (o] (6.1¢)

The electric dipole operator of the ith atom can then be defined by use of these operators
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as,

d;=d,; (6 +05,). (6.2)

The states of a collective system are described by N + 1 "Dicke states", |J; M), which are
defined by two quantum numbers; J = N/2 and M € {—-J,—J+1,...,J —1,J}. In this
representation, J + M is the number of excited atoms and J — M is the number of ground

state atoms. We introduce the collective raising and lowering operators,

N
Ji =Y of, (6.3)
i=1
which can be used to retrieve the number of atoms in the excited and ground states via,

(J; M| J J_|J; M) = J+ M, (6.4)
(J; M| J_J. |J; M) =J— M. (6.5)

An arbitrary Dicke state can be reached by repeated application of the lowering operator J_

on the fully excited state,

(J + M)!

M) =\ Jig—am T leree) (6.6)
We can also define the collective operators,
A N
i=1
A 1/~ 4 A A A
J=s (J+J, + J,J+> + 2, (6.8)

of which |J, M) are eigenstates with eigenvalues M and J(J + 1),

J.|J, M) = M|J, M), (6.9)
JHJ, MY = J(J+1)|J,M). (6.10)

Using this formalism, a collection of N non-interacting atoms can be treated as a single
system with N + 1 equidistant levels, rather than N individual two-level systems. The
atomic evolution is then a cascade of decays down a ladder of N + 1 equidistant levels, as

shown in figure 6.1.

Since the emission of a photon cannot be attributed to a specific atom in the system, the
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Figure 6.1: Figure inspired by Ref. [103] showing the ladder of N+1 symmetrical states. Dur-
ing superradiance, the system cascades from the fully excited state |J, M = J) = |e, e, e, ...€)
down to the ground state |J, M = —J) = 9,9, 9, ...9).

transition from the fully excited state to the one immediately below in the ladder can be
due to the de-excitation of any atom in the ensemble. However, in subsequent decay steps,
the number of pathways increases since there are more combinations of possible relaxations
leading to the same state, resulting in a maximum transition enhancement at the centre of
the ladder at M = 0. In following decays from there the transition enhancement decreases,
since there are fewer excited atoms and therefore fewer possible decay pathways. This results

in the short radiation burst at the ladder midpoint characteristic of a superradiant system.

Up to this point, we have only considered symmetrical superradiant states, where the ensem-
ble of atoms are non-interacting and the Dicke ladder states are equidistant. The presence of
interatomic interactions results in a "chirped" ladder states profile, breaking the degeneracy
and meaning that each transition has a unique frequency [47]. The levels with the same num-
ber of excitations (i.e. the same quantum number M) are said to be in the same manifold.
Optical processes allow transitions between the manifolds, and the ladder states are the lev-
els linked by collectively enhanced optical transitions. As we will see in the next subsection,
the positions of the ladder states within the manifolds has important consequences for the

suitability of the system for superabsorption.

6.1.3 Superabsorption in Nanostructures

Our aim is to investigate the feasibility of creating and sustaining a superabsorbing (rather
than superradiant) state in a condensed-matter nanostructured synthetic light-harvesting

system.

Due to the time-reversal symmetry of quantum mechanics, we would expect superradiating

systems to also have enhanced absorption rates. However, superabsorption is generally not
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present in natural systems, since emission tends to dominate over absorption for a given
transition, even in an intense light field [47]. Furthermore, natural superradiant systems do
not remain in a state near the middle of the Dicke ladder long enough for superabsorption

to take place, instead moving down the states ladder to the bottom-most rung [47].

One method for artificially achieving superasborption is using the phase between the atoms
and photon field to time-reverse the superradiance process [104]. Another, and the one upon
which we will be focussed, is by manipulating the interatomic interactions of a system to
suppress the emission process and extend the time that the system is in a superabsorbing
state [46, 47, 105]. As we saw in the previous subsection, the introduction of interatomic
interactions in an ensemble system results in each transition having a unique frequency. This
allows the system to be trapped in an effective two-level system around the M = 0 transition,

as the middle of the Dicke ladder is where transitions are most strongly collectively enhanced.

To investigate the way superabsorption could be made use of in an artificial light-harvesting
system, it is useful to model a simplified natural light-harvesting complex. There are two
common types of light-harvesting complexes, named LH-I (or B875) and LH-II (or B800-850)
[106]. The LH-I complexes surround the reaction centre, and the LH-I are in turn surrounded
by the LH-IT complexes [107]. Augmenting the reaction centre with light-harvesting antenna
in this way increases the cross-section for light absorption [96], with the number of LH-II
complexes present depending on the growth conditions of the plant (e.g. light intensity,
temperature) [108].

A common element shared by different LH complexes in nature is a ring-shaped functional
group made up of heterodimers? [109]. A generic model that is very similar to LH-I consists
of a central “acceptor”, representing the reaction centre, surrounded by a ring of coupled
“donors”, which represent the chromophores [110]. These donors can be modelled as two-
level systems, since many naturally occurring light-harvesting complexes contain no more
that one excitation at any one time [111]. Therefore, a suitable toy model to represent
a simple light-harvesting system is an ensemble of two-level dipoles arranged in a ring. In
natural photosynthetic systems, the dipole moments in the ring are tangentially aligned [112],
but collective effects can be enhanced if the dipole moments are instead aligned in parallel
[46].

In the rest of this chapter, we will be considering the possibility of creating and sustain-
ing a superabsorbing state in condensed-matter ring-shaped nanostructures. Since we are
looking at a molecular system, vibrational relaxation should be considered [113] due to addi-

tional vibrational degrees of freedom not present for atoms. This involves phonons creating

2A heterodimer is a protein complex composed of two different subunits.
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transitions within the energy manifolds in the downward direction [46].

When the collectively enhanced states (discussed in the previous subsection) are at the top of
their respective manifolds, this vibrational relaxation results in a pull away from the ladder
states, ruining the system’s suitability for superabsorption. On the other hand, if the ladder
states are at the bottom of the manifolds, the relaxation works to stabilize the superabsorbing
states. Therefore, we ideally want the ladder states to be at the bottom of their respective
excitation manifolds, as this way the vibrational relaxation will guide the system towards the
ladder states rather than pull away from them [46]. This is the reasoning behind the defining

conditions of a “guide-slide” superabsorber given at the beginning of this chapter.

6.2 Ring System

In this section, we model the system of an arbitrary number of dipoles arranged in a ring, and
work out the connections between ring eigenstates by optical processes. The ladder states are
identified as the strongest optical transitions between adjacent manifolds. As discussed in
the previous section, phonon processes will guide the system to the eigenstates at the bottom
of the manifolds, so having the ladder states at the bottom of their respective manifolds will
aid in achieving superabsorption. We show in this section how tilting the dipoles in the ring

is one way to achieve this, following Ref. [46].

6.2.1 Setup of Ring System

A system of N dipoles positioned in a ring can be modelled via the following Hamiltonian,

N N
Hyng =wo Y 07+ Y Jij(6767 +6,67), (6.11)
i=0 ij=1
where the usual definition of site-defined Pauli operators given in (6.1) have been used. The

first term describes the self-interactions of the dipoles and the second term describes the

interactions between the dipoles.

The eigenstates of the ring system are defined by -F-lring ‘1/)k,ring> = Fj; ring |¢k,ring>, where
k = 1,2,...,N. This, combined with the degeneracies, reveals the N? energy levels of the
system, with energies defined by Ej ;ins. These energy levels are evenly spaced if there are no
intermolecular interactions, but coupling perturbs the energy levels and lifts the degeneracy
of the ladder rung spacings, as shown in figure 6.2. These energy levels are organised in
manifolds corresponding to the number of excitations in the system. There are 2V manifolds

in a system made up of N dipoles. For an uncoupled system, all of the levels in a manifold
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Figure 6.2: Plot of the energy eigenstates of a four-dipole ring system against the nearest

neighbour coupling strength, showing the perturbation of the energy levels due to the intro-

duction of intermolecular coupling. For this plot, the energy states are normalized to the

transition frequency, wy, and the coupling of the dipoles across the ring is set to one third

of the nearest neighbour coupling. The colours represent the groupings of the five energy
manifolds.

will have the same energy.

The inter-dipole coupling is introduced via the interaction matrix J; ; between two dipoles d;
and d; of transition frequency wy and at positions r; and r;. Due to the rotational symmetry
of the system, it is sufficient to calculate the interactions between a single dipole and each
of the others, and then re-use this for the other dipoles in the ring. In macroscopic QED
(introduced in chapter 2), the strength of coupling between dipoles at sites ¢ and j is given
by [114, 115],

Jij = —pows d] - Re [G(ri,rj,wo)] - d

8 (6.12)
where wy is the transition frequency of the dipole. We note that by splitting up the real and
imaginary parts of the Green’s tensor, the matrix element we calculated previously (3.67)
can be decomposed into the interaction strength, (6.12), and the associated decay rate,

Yij = —pow?d] - Tm [G(ri, 7, wp)] dj

The Hamiltonian that governs how the eigenstates of the ring system are connected by optical

processes is [47],
N
Hiow =Y _dio? @Y fulay + a}), (6.13)
i=0 p

where d,(:) is the annihilation (creation) operator for optical mode k, and fj is the coupling
strength of this photon mode to the dipole d;. We can transform the optical Hamiltonian

into the eigenbasis of the ring Hamiltonian by first identifying the matrix R that diagonalizes
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(a) Dipole ring setup for N = 4. (b) Dipole moment angle definitions.

Figure 6.3: (a) Diagram of four dipoles in a ring with radius Ry in the zy-plane. (b)
Representation of the angles used to defined the dipole moment orientations, namely the
equatorial angle 6., and the zenith angle 6,.,. Adapted from [46] under the terms of the
Creative Commons Attribution 4.0 International license.

ﬁring via R_lﬁrng, and then performing the same transformation on H Iopt- We can write
this as,
R Hy oo R = Hy opt, (6.14)

where we have defined the transformed optical Hamiltonian as H I.opt-

By considering <?/)l,ring‘ If] I,0pt |¢k,ring>, we can reveal the allowed optical interactions between
the kth and [th ring eigenstates and how likely the transitions are to take place, with a
higher transition weight corresponding to a higher transition probability. The ladder states
are identified as the most probable transitions between each adjacent manifold, and these
are the states that are linked by collectively enhanced optical transitions. As discussed in
the previous subsection, we require the ladder states to lie at the bottom at their respective

manifolds to aid the superabsorption process.

In the next subsection, we demonstrate that for a ring of dipoles, the dipole moments all
being oriented perpendicular to the plane of the ring (“parallel” setup) does not induce the
required level scheme. However, tilting the dipoles as in Ref. [46] (“tilted” setup) achieves
the desired effect.

6.2.2 Parallel and Tilted Setup Comparison

We place N dipoles in a ring in the zy-plane centred at the origin with radius Rying, so that
the ith dipole has position r; and dipole moment d;. The first dipole is placed on the y axis,

with Cartesian coordinates ro = (0, Rying, 0), and the remaining N — 1 dipoles are placed in
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(a) Level scheme for parallel setup with feq = (b) Level scheme for tilted setup with Oeq =
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Figure 6.4: Energy eigenstates of a ring of four dipoles, normalised to the transition frequency
wp, comparing the (a) parallel setup to (b) tilted setup presented in Ref. [46]. The nearest
neighbour intermolecular distance is set to ryy = 2.5nm and the ring radius is found from
equation (6.16). The red levels identify the ladder states, and the vertical dashed lines
separate the different excitation manifolds.

a ring around the origin on the zy-plane with the origin at the centre. If we label the angle
anti-clockwise from the y-axis in the xy-plane as ¢, then the positions of the dipoles can be
expressed as 7; = (Rying SIN ¢4, Rying €OS ¢;, 0) where ¢; = 2mi/N with i =1,2,..., N — 1. The

case of N =4 is shown in figure 6.3a.

The orientations of the dipole moments are defined according to figure 6.3b, so that the

dipole moment at site i is given as,
d; = |d|(sin(p; + beq) €S byen, cOS(0; + beq) €OS bren, SINOen), (6.15)

where |d| is the dipole strength. For the parallel setup, the equatorial angle 6,,, and zenith
angle 0,.,, are both chosen to be 7/2. This results in the dipole moments all being aligned
in the z direction, so the dipole moment at site i is d; = |d|(0,0,1). In Ref. [46] however,
the tilted setup is achieved by choosing 0. = 7/2 and 0., = 7/4.

The resulting level schemes for an example system of a ring of four dipoles are given in figure
6.4. We can see that for the parallel setup, the ladder states are positioned at the top of
each manifold, but the tilted setup results in the ladder states being at the bottom of the
manifolds instead. As discussed in section 6.1, having the ladder states at the bottom of

their respective manifolds allows superabsorption to be achieved.

If we are to replicate this level scheme using a different method, we need to know what
characteristic of the system creates this effect. We know that the dipole moments determine
the intermolecular coupling via equation (6.12), so we next examine how the different dipole

moment orientation schemes discussed in this section impact the intermolecular couplings in



CHAPTER 6. CONTROLLING INTERMOLECULAR COUPLING 115

— 3
4
5
— 6
3 2‘

m

0.030 - 0.000

0.025F
F -0002|
0.020 [
0.015} — 3 ~0.004 |
: 4
0.010F
: 5 ~0.006 |
0005; 6
0.000 Lt ! L . -0008Ls .
0 0 iy T
2

m 3m 2m
2

e e
(a) Parallel setup with Oeq = pen = 7/2. (b) Tilted setup with feq = 7/2 and O,en = 7/4.

Coupling
z
Coupling
z

=l

NETS
w

o

Figure 6.5: Coupling strengths between an arbitrary anchor dipole and another dipole at
positions around the ring for different numbers of dipoles, N. The nearest neighbour inter-
molecular distance is set to ryy = 2.5nm and the ring radius increases with N according
to equation (6.16). The points on the plots highlight the positions of the N dipoles in the
different rings.

the ring. To this end, we investigate how the intermolecular coupling between two dipoles is

affected by their respective positions in the ring.

We are not only interested in the case of four dipoles making up the ring, and also need to
consider how the system is affected when the ring is made up of different numbers of bodies.
For our investigations, we will fix the intermolecular distance, ryy, and allow the radius of

the ring to increase with the number of dipoles according to,

o NN
Fring = 2 sin (7T/N) ' (6.16)

Considering the two dipole moment orientation setups separately, figure 6.5 shows how the
value of the intermolecular coupling, J;;, would change between one dipole at a fixed position
and a second dipole at different positions around the ring, with comparisons for different
values of V. The clear distinction between the different dipole moment orientations setup
is that when the moments are all parallel, the intermolecular couplings are positive, but
skewing the dipoles in this way generates negative intermolecular couplings instead. This is
a good indication that in order to ensure the required level scheme, we should aim to create

a negative intermolecular coupling in our system.

In the next section, we demonstrate how a macroscopic body can be used to generate a
negative intermolecular coupling between two dipoles. We consider a simple system that
can be described analytically as a proof-of-principle, namely two bodies near a semi-infinite

half-space, and investigate how the properties of the system can be chosen to manipulate the
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intermolecular coupling in the required way.

6.3 Demonstration of Coupling Control

In the previous section we saw that tilting the dipoles moments in the ring in the correct
way results in the ladder scheme we are looking for. However, this method means that the
dipole structure is no longer perfectly aligned, which decreases the superabsorption effects of
the system. We aim to create the same ladder scheme while allowing the dipole moments to

remain perfectly aligned with the use of a macroscopic dielectric body.

In order to demonstrate how a macroscopic environment can, in theory, be manipulated to
achieve a desired intermolecular coupling, we consider a system made up of two bodies near
a semi-infinite half-space (the same system studied in sections 3.3.2 and 4.2). To ensure
an analytic description, we concentrate on two simple dipole arrangements, “colinear” and
“parallel” shown in figure 4.1, and we will be concentrating on the non-retarded regime, where
the dipoles are close enough to each other and the half-space to ignore relativistic effects.
As a proof-of-principle, we will demonstrate how the characteristics of the half-space can be

chosen to achieve a negative intermolecular coupling.

In particular, we note that the nearest neighbour inter-dipole interactions in a system of
a sphere surrounded by a ring of dipoles could be approximated as two dipoles in parallel
placement with a semi-infinite half-space. Therefore, demonstrating the ability to ensure a
negative coupling in this toy system is a good indication that the same is possible in the

more complex system of a ring of N dipoles surrounding a sphere.

From the expression for the coupling strength given by (6.12), we can see that achieving a

negative coupling is equivalent to choosing a Green’s tensor that results in,
Re |GYS (v, v w)] >0, (6.17)

for the relevant component, where the component is dependent on the orientation of the
dipole moments. The characteristics of the system that we can control are; (1) the positions
of the dipoles in relation to the half-space and each other, (2) the orientations of the dipole
moments, and (3) the material that the half-space is made up of. For each orientation
combination, we can determine the constraints on the material’s permittivity in terms of the

dipoles’ positions that must be met to achieve a negative coupling.
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6.3.1 Colinear Arrangement

For completeness, we first consider two dipoles positioned in a colinear arrangement with a
semi-infinite half-space (see figure 4.1b). The non-retarded Green’s tensor for a half-space in

a vacuum for colinearly placed dipoles is given by (B.39) and again below,

2 1 -1 00 NR 1 00
GRirr' W)= | 5| 0 ~1 o[ +L o1 0], (6.18)
0 0 2 00 2

where Z = z—2' and r)* = % By setting the condition that Re |Gy (7,7, w)] > ( for

dipole moment orientations {m, n}, we find that we get a negative coupling if the permittivity

obeys,
. 1+(z/2)? O+ —(b-1)
{z.2}/{y,y}: e> TG/ SRS (6.19a)
_ 1—(z/2)3 1P+ (b—1)
{Z,Z} e> m = (b—|— 1)3 — (b — 1)3 (619]3)

where we have defined 2'/z = b.

Figure 6.6a shows the permittivity and position combinations that result in a positive Green’s
tensor component for the different dipole moment orientations. We note that not every
permittivity-position combination considered will achieve the desired effect. There is a small
region when the dipoles are very close together and the permittivity is between 0 and -1 where

the effect cannot be achieved, no matter which dipole moment orientations are chosen.

6.3.2 Parallel Arrangement

The parallel arrangement shown in figure 4.1a is of particular interest as it can be considered
as a simplified toy model of the nearest neighbour interactions of a ring of dipoles around a
sphere. In this arrangement, the non-retarded effective Green’s tensor, which includes both

the vacuum background and the half-space, is given in (B.33) and again below,

2 0 0 w [R2—-3X2 0 62X
HS,P / c? 1 "p 2
GNR (’I",T,w):m ﬁ 0 -1 0 +R—§r 0 R+ 0 y
0 0 -1 —62X 0 2R1 —3X?

(6.20)
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(a) Colinear placement, r = (0,0, z) and (b) Parallel placement, r = (z,0, Z) and
r" =(0,0,2). r' = (2/,0,7).

Figure 6.6: Plot of the positions of two dipoles against the permittivity of a semi-infinite
half-space positioned at z < 0. Shaded regions indicate combinations of parameters that
result in Re [GRy (7,7, w)] > 0 for the selected dipole moment orientations {m, n}, which
are indicated by colour. We have limited our investigation to the non-retarded regime, which
is only valid for the position range plotted here.

where X = o — 2/, R} = 4Z° + X? and r)"* = % By setting the condition that

Re [GESR’L (r, 7’ ,w)} > 0 for dipole moment orientations {m,n}, we find that we get a

negative coupling if the permittivity obeys,

R? —3X?)X® - 2R} 902 — 1 — (g2 + 1)5/2
{z,2}: e> ( = ) - == (da” +1) : (6.21a)
(R3 —3X?2)X?3 +2RY 2a? — 1+ (4a? 4 1)5/2
X°+ R 1+ (4a® + 1)%2
: = 6.21b
(22} e (2R — 3X?)X? + 2R} 8a2 — 1+ 2(da® + 1)/ 6210
z,z} € _ 916
’ 2R% —3X2)X3 - 2R; 8a2 — 1 — 2(4a% + 1)5/2’
+ +
{wzhe e > 1, {2} el <1, (6.21d)

where we have defined X/Z = a.

Figure 6.6b shows the position and permittivity combinations that achieve the desired ef-
fect for the different orientation combinations. We can see that if suitable dipole moment
orientations are chosen, any of the permittivity and position combinations considered could
be used to achieve a negative coupling. It is interesting to note from (6.21d) that if one of
the dipole moments is aligned in the x direction and the other in the z direction, a suitable

permittivity can be chosen without needing to consider the positions of the dipoles.
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In particular, we note that the case where the dipole moments are oriented perpendicular
to the plane on which they are positioned corresponds to the ring of parallel oriented dipole
moments discussed in the previous section. For the setup considered here where the dipoles
are positioned in the zz-plane, this corresponds to both dipole moments being oriented in the
y direction. From figure 6.6b we can see that for the half-space to produce the desired effect,
its permittivity must be lower than —1. Furthermore, we see that a smaller intermolecular
distance compared to distance to the surface is preferred. This is a good indication that by
manipulating the system of a sphere in a ring of dipoles in a similar way, we can also achieve

a negative coupling. This is explored in the next section.

6.4 Parallel Spherical System

In this section, we investigate achieving the desired ladder state configuration in a ring
of parallel dipole moments by placing a dielectric spherical body in the centre (see figure
6.7a). Keeping the dipole moments perfectly aligned in this way maximizes the potential for

superabsorbing effects in the system.

We can see from the previous section that it is possible in principle to create a negative
coupling between two dipoles by controlling the positions of the dipoles and the properties
of its environment. This was demonstrated using the simple environment of a semi-infinite
half-space. In this section, we apply the same principles to a spherical dielectric environment

inside a ring of dipoles, which is too complicated to describe analytically.

6.4.1 Setup of Sphere inside Ring

We set up a system of N dipoles in a ring arrangement in the zz-plane around a sphere of
radius R with its centre coinciding with the origin of the coordinate system. A schematic of
this system is shown in 6.7a and a diagram of the N = 4 case is given in figure 6.7c. The

dipole moments will all be oriented in the y direction.

It is useful to consider the system in spherical coordinates (7, 6, ¢) (see figure 6.7b), in which

the positions of the dipole at site 7 can be written as,

(73,05, &) (£.5.0) tor v =0 (6.22)
Ty =", Vs, i) = . :
(R,?W—%,W) for x < 0.

We note here that when x = 0, the value of ¢ can be chosen to be 0 or 7.

The coupling matrix is calculated via (6.12). We can pick one dipole and consider its inter-
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(b) Spherical coordinates. (c) Spherical system setup with N=4.

Figure 6.7: (a) is taken from [3] under the terms of the Creative Commons Attribution 4.0
International license. (b) shows the spherical coordinate system used in this work. (c) is the
setup of four dipoles in a ring of radius Rying in the zz-plane positioned around a sphere of
radius Ry, (shaded green portion).

action with each of the other N — 1 dipoles around the ring to calculate the first row of J; j,
and then exploit the rotational symmetry of the system to build the rest of the matrix. The
effective Green’s tensor for a sphere in a vacuum is found by summing the bulk (vacuum)
Green’s tensor in spherical coordinates given by (B.68), and the scattering Green’s tensor for
a sphere (B.109).

We also need to express the orientations of the dipole moments in spherical coordinates. As
in section 6.2.1, the dipole moments are all oriented in the y direction. To convert this to

spherical coordinates, we use the standard unit vector conversions,

e, =sind cos pe, + sin 0 sin ge, + cos e,
ey = cos 0 cos pe, + cos 0 sin pe, — sinbe.,

e, = — sin ge, + cos pe,. (6.23)
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For a y orientation, e, =0 = e, and e, = 1, so,

e, =sinfsin¢ = 0,

eg =cosfsing =0,

1 for z > 0,
es = (6.24)
—1 for z <0,
where we have used sin(0) = sinm = 0, cos0 = 1 and cosm™ = —1. So we can write the dipole

moments in spherical coordinates as d; = (d;, 0;, ¢;) = £|d| (0,0, 1), with the sign depending
on the sign of . As discussed above, due to the rotational symmetry of the system, we
only need to calculate the interactions between a single dipole and each of the others. If we
choose the interacting dipole to be on the z-axis, then ¢ can be chosen to be 0 or 7 so that
it is always different from the dipole it is interacting with. So in our coordinate system, we
can say that for all dipole combinations, the dipole moments used in the calculation of the
coupling matrix are d; = |d|(0,0, 1) and d; = |d|(0,0,—1).

This means that the coupling matrix for our system is calculated via,

w2|d|2

€0C2

ring
Jijo =

(0,0,1) - Re |GO(r;, 7j,w) + G(l)(’ri,rj,w)] -(0,0,1), (6.25)

where G is given by (B.68) and GV by (B.109). Our aim is to find constraints on the
sphere parameters (the radius and the permittivity) that will achieve the “guide-slide” effect,

as defined at the beginning of this chapter.

6.4.2 Results

A plot showing the combinations of sphere size and permittivity that achieve the required
level scheme for a ring of four dipoles is shown in figure 6.8. Interestingly, we can see that

the effect can only be achieved by a sphere with a negative permittivity.

As a demonstration of the effectiveness of such a sphere, we consider an example system
made up of a ring of dipoles and a sphere with permittivity e = —2.37, which is similar to
the permittivity of chromium at 1.8eV [3]. As in section 6.2.2, the ring size is allowed to
increase with the number of dipoles via (6.16), and the radius of the sphere Rgpy, is chosen to
be one nanometre smaller than the radius of the ring. The resulting intermolecular coupling
around such a ring for different number of dipoles is shown in figure 6.9a. We can see that
this size and permittivity combination results in a negative intermolecular coupling for all

of the dipole numbers considered (3-6). Using the four dipole case as an example, figure
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Figure 6.8: Plot of permitivitty and radius (normalised to the ring radius) of a sphere inside
a ring of four dipoles set up in the same way as in figure 6.4a. Combinations of parameters
that result in the required level scheme for the guide-slide effect are indicated by red points.

6.9b shows that the ladder states are indeed at the bottom of their respective manifolds as
required, demonstrating the sphere’s effectiveness as a method of aiding in superabsorption

in such a ring system.

We now turn our attention to the work carried out by A. Burgess et al. presented in Ref. [3],
which uses an open quantum systems approach to model the system presented in this section
as an effective quantum heat engine. This allows for the comparison of the power outputs

of our presented parallel spherical setup with the tilted setup introduced in [46] (see section
6.2.2).

6.5 Application to Solar Cell

In this section, we explain the methods and results of A. Burgess presented in our publication
[3]. This work characterizes the superabsorbing parallel spherical system presented in the
previous section by calculating its power output and how it scales with the number of dipoles
in the ring. In this work, an open quantum systems approach is used to model the system as
an effective quantum heat engine, demonstrating the system’s suitability for use as a solar

cell.
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Figure 6.9: (a) Coupling plot for varying N and (b) level scheme for N = 4 for a ring of
dipoles with parallel oriented moments surrounding a sphere with radius Repn = (Rying —1)nm
and permittivity e = —2.37. The other parameters are the same as for figures 6.5 and 6.4,
respectively.

6.5.1 Calculating the Power Output

To model the vibrational relaxation present in typical nano-structures, N vibrational baths

are introduced that are coupled to each of the dipoles via the Hamiltonian term,
N
Hl,vib = Z 0'3) Z gi,v(bi,v -+ b}:v), (626)
i=1 v

where g; , and bl(? are the coupling strength and the annihilation (creation) operator of the

phonon mode v of the ith dipole’s vibrational bath, respectively.

The open quantum dynamics of the system are modelled using a weak-coupling Born-Markov
approximation, allowing the calculation of the Bloch-Redfield equations [116]. This model
assumes second-order perturbation theory is used for the bath-system coupling and that
vibrational relaxation happens on a timescale so much faster than the other system dynamics
that the bath correlations can be modelled as delta functions. The Bloch-Redfield equations
then lead to a master equation of the form [3],

d

%pring =—1 [Hringa pring} + (Dopt + Dvib + DX + Dt) Pring (627)

where the terms in the brackets are the system dissipators. D,y is the optical dissipator,
which determines the optical transitions between the excitation number manifolds, and D.;,

is the vibrational dissipator, dictating the vibrational transitions within these manifolds.
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The final two dissipator terms are added in order to model the extraction of excitons from
the ring system, which would then be converted into useful energy, allowing the calculation
of the efficiency of the system. This extraction is achieved by means of an extra dipole placed
below the centre of the ring, coupled incoherently to the system, which acts as a trap. This

is characterised by the extraction dissipator term,

1
DX;Oring =X (‘varing)(Jr - 5 {XTX7 pring}) ) (628)

where vy represents the extraction rate from the ring system to the trap, and the Lindblad

operator, X, determines the incoherent transport and is given by,
N .
x=Y "2l (6.29)
i=1

The final dissipator term describes the decay within the trap, in the form of incoherent
transitions from the trap’s excited state to its ground state. This decay dissipator term is

given by,

1
Dtloring =TI (Ug)pringa-(f) - 5 {UES)U(_t),Pring}> ) (630)

where I, is the trap decay rate. Since the temperature of the solar photons is high and the
phonons and trap are room temperature, the system can be modelled as an effective quantum
heat engine (QHE), from which the power output at the steady state can be calculated, where
the steady states are found from (6.27). The power output at the steady state is calculated

via,

pP=1V, (6.31)

where the [ is the current of the QHE, given by,
I = ert<pt,6>, (632)

where (p:.) represents the expectation value of the steady state population of the trap’s

excited state, and V is the potential difference which can be found using,

eV = ﬁwt + kBTvib In
(Ptg)

<pt,e>] 7 (633)

where kp is Boltzmann’s constant, Ty, is the temperature of the vibrational baths and (p; )

is the expectation value of the steady state population of the trap’s ground state. The power
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output P can then be maximised for each ring configuration by choosing I'; such that,
Prax = maxp, {I (T,)V (I')}. (6.34)

This method for the calculation of the power output is used by A. Burgess in Ref. [3], the

results of which are reviewed in the next section.

6.5.2 Results and Discussion

In this section, the results of A. Burgess from Ref. [3| are presented, which compare the
power output of the previously developed tilted ring system [46] with the spherical parallel
ring system explored in section 6.4. From these we will see that the spherical system is a

more advantageous configuration for a superabsorber than the tilted system.

Figure 6.10 shows the results of numerical simulations carried out by A. Burgess and presented
in our paper [3|, showing the power output for different numbers of dipoles making up the
ring. It is immediately apparent from figure 6.10a that the spherical setup has an enhanced
scaling of power with N when compared with the tilted setup. This is quantified in figure
6.10b with a log-log plot showing the exponent, m, for each configuration’s power output of
the form P = aN™. The growth exponent is calculated to be m = 1.55 for the spherical
setup compared to m = 1.08 for the tilted setup. The theoretical maximum Dicke scaling of
N2 is also included as well as linear scaling for reference, and it is clear that the scaling of the
spherical setup is noticeably enhanced when compared to the tilted. This is because tilting
the dipole moments causes destructive interference between the molecules, which limits the

superabsorbing effects (see section 6.1.2).

From figure 6.10c it can be seen that for small values of N, the power output per dipole
is greater for the tilted setup, and that the spherical system only begins to dominate for
N > 4. This because we have set the system up so that the distance between the dipoles
and the central sphere is constant, and so the addition of more dipoles changes the size
ratio of the sphere in comparison to the ring. Therefore, for small N the relative size of the
spherical body is small compared to the size of the ring, which limits the ability to engineer

the intermolecular couplings.

Further advantages of the spherical setup arise from the lack of some of the additional pro-
cesses that were required in the previously presented tilted setup [46] to sustain the super-
absorbing state. These include a reinitialisation process and confining the system within a
photonic band gap. These are in addition to the dipole moments needing to be symmetri-

cally tilted about the ring to engineer the required dipole-dipole coupling. In contrast, the
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Figure 6.10: Figure reproduced from [3] under the terms of the Creative Commons Attribu-
tion 4.0 International license. Scaling of power output of the solar cell with number of dipoles
for both the parallel spherical setup and the previously developed tilted setup. (a) Power
output, (b) log-log plot of power output and (c) power output per dipole for increasing N
are given. Super-linear scaling for both configurations were calculated via P = aN™ and are
plotted in (b). It was found that m = 1.55 for the parallel setup (red solid) and m = 1.05
for the tilted setup (blue solid). N? (green dashed) and linear scaling (black dashed) are
plotted for comparison in (b). Parameters are the same as in figure 6.9, with Ty, = 300K,
Topt = 5800K: Yopt = VX = 1ueV and Vvib = 10370pt-
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system presented here requires the inclusion of a metallic nanoparticle in the centre of a
ring of dipoles. Encouragingly, recent experimental studies that use DNA origami to com-
bine nanoparticle systems with molecular rings provide a promising path to this realisation

[117-119].

Furthermore, because of the super-extensive power generation of the presented model, it is
predicted that increasing the ring size would result in power outputs greater than the sum of
its parts [3]. We note that our method of modelling the inter-dipolar coupling via macroscopic
QED is preserved in the limit of large NV, and that in fact the approximation that the dipoles

are effectively next to a semi-infinite dielectric plane becomes more accurate in this limit.

6.6 Summary and Conclusion

In summary, beginning with an overview of photosynthesis, this chapter presented superab-
sorption as one of the routes to improved synthetic light harvesting, and introduced the idea
of a “guide-slide” superabsorber as a set of criteria that can be met by a system of optical
dipoles to achieve and sustain superabsorption. A system consisting of a ring of dipoles was
then presented, and we demonstrated how tilting the dipole moments as in Ref. [46] can
affect the sign of the intermolecular coupling such that the system acts as a “guide-slide”

superabsorber.

By considering a simple toy model of two dipoles near a semi-infinite half-space, it was
then demonstrated that it is possible to change the sign of the inter-dipole coupling by
manipulating the properties of the environment. Applying this principle to the ring system,
we showed that a sphere placed inside the ring has the potential to alter the inter-dipole
coupling in such a way that the system behaves as a “guide-slide” superabsorber without
requiring any tilting of the dipole moments. Finally, we presented work by A. Burgess in our
publication [3] in which the way the power output of such a parallel spherical system scales
with the number of dipoles was calculated, and found to be preferable to the tilted setup
introduced in Ref. [46].



CHAPTER 7

Conclusion

The broad goal of this thesis was to study the way that macroscopic environments can influ-
ence intermolecular interactions. We first used macroscopic QED to derive a general formula
for the rate of two-body RET that can be applied to an arbitrary reciprocal macroscopic
background. This was achieved using second order perturbation theory, but we also demon-
strated that the use of canonical transformations to reduce the order of perturbation theory
required leads to the same result. As a proof-of-principle, we then applied the formula to two
bodies in a vacuum by way of the Green’s tensor, calculating analytic expressions for the rate
of energy transfer between the bodies for the near- and far-field regimes, demonstrating the
characteristic r=¢ and =2 distance dependencies, respectively. We then considered the two
bodies to be near a semi-infinite half-space, and by employing the colinear arrangement and
the near- and far-field limits, calculated analytic formulae for the interaction rate. We found
that when the far-field regime is considered, an oscillatory dependence on the intermolecular
distance is observed, and a plot in two dimensions demonstrated the non-trivial influence on

the rate of even simple environments.

We next extended our consideration to non-reciprocal media, again applying macroscopic
QED to reach a general formula for the rate of energy transfer in an arbitrary environment.
We then considered two bodies near a non-reciprocal half-space in a parallel or colinear
arrangement, and examined under which conditions switching the positions of the donor and
acceptor would induce a change in the rate of energy transfer between them. We found that

if the dipole moments are randomly oriented, a position swap will not cause a rate change in
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either setup, but that if the bodies are in a parallel arrangement, then there are certain dipole
moment orientations that will result in a change in the rate of interaction under a position
swap. By plotting the dependence of the rate on the molecular positions, we note that the
reflective properties of the half-space can be chose to favour energy transfer in one direction
over the other. An application of this principle presented in our paper [2] is then discussed,
where an optical isolator that maximises unidirectional propagation is created using inverse
design. The work presented could be built upon to move towards the creation of an integrated

optical isolator, or be used in the improvement of bulk isolators.

We then looked at three-body RET, applying canonical transformations to simplify the cal-
culation and reduce the perturbation theory order required from fourth order to first, before
reaching a general rate formula using macroscopic QED. We found that of all the 24 time-
orderings considered, only the resonant interaction ended up contributing to the overall rate
of energy transfer. The formula was then applied to a situation of experimental interest,
where the donor and acceptor are in the near-field regime and the mediator is in the far-field
limit. Considering colinear and T-shape arrangements, analytic expressions for the rate of
interaction were calculated for three bodies in a vacuum for both arrangements, and for the
colinear arrangement near a semi-infinite half-space. A density plot demonstrated the intri-
cate dependence of the rate on the molecular positions in the presence of a simple half-space.
This work could be relevant in the study of long-range energy transport in photosynthesis,

and could possibly be used to observe retardation in RET.

We finally investigated how a macroscopic environment could engineer the intermolecular
coupling in a ring of optical dipoles to induce and sustain a superabsorbing state. We first
demonstrated how tilting the dipole moments as in Ref. [46] could produce the desired effect,
and found that this was equivalent to changing the sign of the inter-dipolar coupling. A toy
system of two bodies near a semi-infinite half-space was then considered to illustrate how in
principle the properties of the environment and the positions of the bodies can be used to
change the sign of the intermolecular coupling. We then applied this idea to the ring system,
by placing a macroscopic sphere inside the ring and exploring the properties that sphere must
have to induce the required intermolecular coupling. We noticed that a negative permittivity
is necessary (but not sufficient) to produce the desired effect. We then presented the results
of A. Burgess et al. in Ref [3], which calculated the power output of our spherical setup
and how it scales as the number of dipoles in the ring is increased. When compared with
the tilted setup, we found that the scaling of the spherical system is noticeably enhanced,
due to the fact that keeping the dipole moments parallel eliminates destructive interference,
which reduces the system’s superabsorbing potential. We also noted that the spherical setup

offers further advantages over the tilted setup, such as not requiring a reinitialisation process
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or the singular coupling of a trap to a particular state. This highlights this work as an
ideal candidate for use in the design of light-harvesting superabsorbers. More generally, the
methods of engineering inter-dipolar coupling through design of macroscopic environments

could be useful in the design of quantum-enhanced devices.



APPENDIX A

Classical Electromagnetism in Fourier

Space

In this Appendix, we transform the well-known classical Maxwell equations and constitution
relations in a reciprocal medium from the time domain to the frequency domain. The classical

Maxwell equations for a electromagnetic field in a reciprocal medium are [58, 68|,

V. B(t) =0, (A1)

v.D(t) = p, (A.2)
V x E(t) + agf) 0, (A3)
V x H(t) angl (A1)

where E and B represent the electric and magnetic fields, and D and H are the correspond-

ing derived fields, related to E and B via the constitutive relations,

D(t) = e E(t) + P(t), (A.5)

H@:immmm% (A6)

where P and M are the polarization and magnetization of the medium, respectively. We will

only be considering the case where there are no free charges, meaning we can set both the
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free charge density p and the free current density J to zero. It is useful for us to move from
the time domain into the frequency domain. The Fourier transform of an arbitrary function
f is defined as,

oo

Flf)] = flw) = iﬂ/ dt f(t)e™". (A.7)

When applied to Maxwell’s equations for no free charges, we find (A.1) and (A.2) simply

become,

V- B(w) =0, (A.8)
V- D(w) =0, (A.9)
while (A.3) transforms as,
0B(t 0B(t
F |V x E(t)+ () =V X F[E@t)]+F (t)
ot ot
. n 1 > aB(t) iwt n w > iwt
~V x B(w) +%/mdtwe ~V x B(w) - %/wdtB(t)e
=V X E(w) —iwB(w) =0, (A.10)
where in the second line we have integrated by parts. In a similar way, (A.4) becomes,
V x H(w) +iwD(w) = 0. (A.11)

The constitutive relations also need to be transformed into the frequency domain, so we
need to know how P and M transform. We apply the simplifying assumption that we can
describe the bound charges by some equilibrium arrangement which is weakly perturbed by
the electromagnetic field, and further assume that the response of these charges are linear
and causal. The constitutive relations for reciprocal media in the time domain can be written
as [4],

P(r.t) :eo/ dr/d?"r’x(r,r’,T)~E(r’,t—7')+PN(r,t), (A12)

M(rt) = i/_oo dT/d3r’C(r,r’,T) B(r,t— 1) + My(r.t). (A13)

These expressions can be interpreted as being made up of a reactive part and a random part.
The reactive part describes the linear response of the medium to the electromagnetic field,
where x and ¢ are the electric and magnetic susceptibility response functions of the medium,
respectively. Since we assumed that the response of the bound charges is causal, we require

that x(r,7’,7) = 0 and {(r,r',7) = 0 for |[r — 7| > c7, so that the reactive part of the
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polarisation and magnetisation only depends on previous influences at a given instant. The
random part accounts of the medium’s fluctuations, and is described by the noise polarisation,
Py, and noise magnetisation, My. These relate to the noise charge density, pn, and the noise

current density, jn, via,

pN:—V'PN, (A14)
gn =Py +V x My, (A.15)

which obey the continuity equation,
pn+Vegn=0. (A.16)

To transform into the frequency domain, we make use of the convolution theorem. The

convolution of two functions f and g is defined as,

(Fe)t) = [ dr pr)gtt =) (A17)
and the convolution theorem tells us,
Flfxgl=FIUf]Flg]- (A.18)

We can apply this to our expressions by writing,

Pirt) =« / & [x(r,7') * B(r')] (1) + Pu(r.t), (A.19)
! 3yt "% B(r r
Mr.t) = - /d P (') B(r)] (1) + Mi(r.t), (A.20)
so that,
P(rw) = EO/dST’)Z(r, W) E(r',w) + Px(r,w), (A.21)
M (r,w) = i/dsr’f(r,r’,w) B(r',w) + Mx(r,w). (A.22)

We can now apply these to the constitutive relations (A.5) and (A.6) to find,

D(r,w) = ¢ {E‘(r,w) + /d3r’)2(r,r’,w) : E(r’,w)} + Px(7r,w), (A.23)

H(r,w) = i {B(r,w) - /d?’r/é(r,r’,w) - B(r’,w)} ~ Mi(r,w). (A.24)
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So now we have the Maxwell equations given by (A.8), (A.9), (A.10) and (A.11), and the
constitutive relations given by (A.23) and (A.24), in Fourier space ready to use. In the main

text, we will omit the tildes for ease of reading.



APPENDIX B

Green’s Tensor Expressions

In this appendix, forms of the Green’s tensor are presented and/or derived for the specific

environments relevant to this work.

B.1 Vacuum

In the case of an environment consisting entirely of a vacuum, the form of the Green’s tensor

is given by (see, for example, [4, 59]),

Y cAeterle wp  (wp)’
G (r,r,w)——— (p) — PR AN

4mw?p? p

where p =r — 7', p=|p| and e, = p/p. For the systems considered in this work, the source
and observation points will always be at different positions, so p will never be 0, meaning the
first term of the above equation will not contribute and can be omitted. We can equivalently
rewrite in the condensed form,

CQBiwp/c

GO(r, v w) = [a (—ipw/c) I —b (—ipw/c) epep} : (B.2)

Arw?p?
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where we have defined a(z) =1+ z + 2% and b(z) = 3 + 3z + 2°.

It can be useful to simplify by applying the non-retarded limit, which corresponds to short

distances where wp/c < 1, which gives us the following form,

C2

GO (r, 1 w) = (I—3e,e,), (B.3)

_47rw2p3
where we have omitted the §(p) term.

We can similarly apply the retarded limit, corresponding to long distances wp/c > 1, where

relativistic effects become significant. This results in,

ezwp/c

Ggg) (TvT/>w) - = (H - epep)- (B4)

dmp

B.2 Reciprocal Half Space

In this section, we present the Green’s tensor for a semi-infinite half-space made up of recip-
rocal media (introduced in 2.1.1). We will then apply to two simple configurations and apply

the near- and far-field limits to simplify the Green’s tensor expressions.

The scattering Green’s tensor for a planar multilayer system with n homogeneous layers (see
e.g. [4]) can be adapted to apply to a semi-infinite half-space with permittivity e(w) and

permeability p(w) where both source and field points are in the vacuum,

; a2kl Ny ,
G(l)(’r’?')"/,w) _ ”;171(_(:) / T ezkH.(r—r VikL(z42") Z T6€yi1€u_ (B5)

o=8,p

where kl L e, and,

El = (k. k,,0), K= /k2+ k2, (B.6)
1 w? 9 1
—— = K2, Imk* >0, (B.7)

are the parallel and perpendicular components of the wave vector with respect to the inter-

faces. The polarisation unit vectors for s- and p-polarised waves (perpendicular and parallel
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to the plane of incidence, respectively) in layer 1 are,

e = e (klw)=¢e, xe,

1 1
= H(k‘x,ky,(}) x (0,0,1) = m(k’y, —k.,0), (B.8)
_ Iy = Ll 1
eps = eps(kl,w) = k_l(k e. F kieg)
1 ki 1 kik kik
e A _ N 1 v LY gl
For a two-layer system, the Fresnel coefficients can be written as,
kL o kL
s — Ts k” = M<w) 1 B.10
= il w) = B (B.10)
e(w)kt — ki
rp = rp(kl w) = LT T (B.10b)
where,
2
ki = \/e(w),u(w)g —kI2, Imk* >o0. (B.11)
Using (B.8) and (B.9), we can calculate the components,
esres = (ey x e;)(e, X e)
1 B ke 0
- W(ky’ —kx, O) ® (k'y, —kx, O) == W _kxky k‘g 0 5 (B12)
0 0 0
1
€pt€p = ﬁ(k”ez — kiep)(Kle. + kiey)
1
1 Rtk kiR, ) o (KR kiR,
A G A S
ki2k2 ki 2ky ks
o A ~huks
- ;{;—% —m . T —kiky | - (B.13)

kik,  kik, k2

Now we transform into polar coordinates via the transformations,

27
/ko” —>/dk”k:”/ do,
0

ke — klcos¢, k, — klsin¢, (B.14)
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(a) Parallel arrangement. (b) Colinear arrangement.

Figure B.1: Two arrangements of two bodies, a donor D and an acceptor A, near a semi-
infinite half-space at z < 0.

resulting in,

. 21 H
ey oy (W) [ KT ikl (cos .sin 6.0)-(r—r') ik (212')
G (T’, T’ ,W) —_— 87-‘-2 dk 0 d¢ kJ_ ez Cos S 1 zZ+z

X (re€si€s + rpepre, ), (B.15)
where,
sin? ¢ —cos¢sing 0
e, e, = | —cos¢sing cos? ¢ 0], (B.16)
0 0 0
. —ki?cos?¢p  —ki?cosgsing —kiklcoso
errer- = 12 —ki?cosgsing  —ki?sin?¢  —kiklsing | . (B.17)
P\ kKl cos ¢ ki &l sin ¢ 12

We now consider two specific arrangements of the source and observation points in rela-
tion to the half-space in an effort to simplify the above Green’s tensor expression. These

configurations are the “parallel” and “colinear” arrangements, and are shown in figure B.1.

B.2.1 Parallel arrangement

We can arrange the bodies so that they are in the zz-plane and equidistant from the surface,
as in figure B.1a, i.e. » = (2,0,2) and ' = (2/,0, 2). Defining x — 2’ = X, we therefore have
El-(r—7") = (ks  ky, 0) - (X,0,0) = k, X = kIl X cos ¢, where we have transformed into polar
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coordinates via (B.14). So the Green’s tensor (B.15) becomes,

. k,H ) 2 )
G (v w) = # /dk”k—LeMLZ/ dpe™' X3¢ (re e, +re,e, ), (B.18)
0

where e; e;_ and e, e, are defined by (B.16) and (B.17) respectively, and P references the

parallel arrangement. We can now perform the angular integration using the results [120],

27
/ e*IX oo — 2 Jo (k1 X), (B.19a)
0
27
/ cos e’ X 039 = omiJy (k1 X), (B.19b)
027r Ll 2T il
/ sin et X s dp = / sin ¢ cos e X 59 dph = 0, (B.19¢)
0 0
27
/ sin? pe*! X 050y — & [Jo(k:HX) v Jz(k:”X)} 7 (B.19d)
0
2
/ cos? et X o3 gy — o [Jo(k;HX) - JQ(k;“X)} , (B.19¢)
0

where the J, terms are Bessel functions of the first kind, arriving at the result,

Z, W Jo(k1X) + T (k1 X) 0 0
GO (r, 7' w) = 8—ﬂ/dkllk762@k “ 0 Jo(KI1X) — Jo(kIX) 0
0 0 0
[ o) = Rk X)| 0 ok (K X)
C 4
+ 3T 0 —kt" | Jo(K1X) + T (K1 X) 0 :
2iki-kJy (k1.X) 0 2k Jo (k1 X)

(B.20)

where we have made the replacement ky = w/c.

As an aside, we can check that this expression obeys Lorentz Reciprocity (2.75) by taking
the transpose and making the replacement X — —X. Looking at the only non-diagonal
elements, and noting that .J;(x) is an odd function and so J; (k” (—X)) =—-J <k;”X>, we

can see that Gg;lz’P)(T/,’I“) x —l’:—‘lijl <l{;”(—X)> = %ijl <k”X> x G,(z%;’P)(r,r’). We thus

know that GUP) (v /) = GP) (¢ 1), meaning Lorentz Reciprocity holds as required.
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B.2.2 Colinear arrangement

It simplifies things significantly to consider the situation where all bodies are positioned
along the z-axis (as in figure B.1b), which we term the colinear arrangement. In this case,
El-(r —7) = (ks, k,,0) - (z — 2',y — 9/, 2 — 2') = 0, so we can write the colinear half-space
Green’s tensor as,
(1,C) / i I k! iktz o

GO (r v w) = <2 dk ¢ i do (reesres_ +rpepie, ), (B.21)
where we have made the substitution (z + 2’) = Z, es, e, and e, e, are defined by (B.16)
and (B.17) respectively, and C references the colinear arrangement. Now, since there is no
¢ dependence in the exponential argument of (B.21), it is simple to perform the angular

integral using,

2 2m 2m
/ cos ¢pdp = / sin ¢pd¢ = / sin ¢ cos ¢dg = 0, (B.22a)
0 0 0

27 27
/ sin? pd¢ = / cos® pdo = . (B.22b)
0 0

We note that this result only holds for the colinear arrangement, since otherwise a k!l remains
in the exponential, which would need to be included in the angular integral, leading to more

complicated results. We therefore arrive at,

GO (r, 1, w) :L/dk||k—eikLZ

872 k-t
™ 0 0 ) —k+2r 0 0
X |rs |0 7 0 +C—27"p 0 —kt2r 0
w
0 00 0 0 2kl27
‘ L 00 ) —k+2 0 0
Z iJ_7 C
=5 dk"kTek Zorsl0 1 0 + | O —kt2 0 , (B.23)
0 0 0 0 2kl

where we have made the replacement k; = w/c. It is clear to see here that Lorentz reciprocity
(2.74) is obeyed by this expression, since the only explicit coordinate dependence is Z = z+2/,
which is unchanged when swapping the positions of the molecules, and the expression is

diagonal, meaning GO (r, ') = GO (v, 7).

Although the full Green’s tensor expression (B.5) has been significantly simplified with the
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application of these two arrangements, both results (B.20) and (B.23) still contain an infinite
integral that cannot be easily performed due to the fact that the reflection coefficients (B.10a)
and (B.10b) are also dependent on kll. By implementing the non-retarded and retarded limits,
we can simplify the reflection coefficients enough to perform the integral analytically, further

simplifying our expression.

B.2.3 Limits

In this section, we consider the non-retarded regime by imposing the limit wp/c < 1 and
the retarded regime where wp/c < 1. The Green’s tensors for the parallel and colinear

arrangements will be considered separately.

In the non-retarded limit, the intermolecular distances are small enough that relativistic
effects become negligible. In this case, the main contribution to the integral in (B.23) is
due to regions of large kll. Therefore k|l dominates the w/c term, so we can make the
approximation A+ ~ v—klI2 = kI ~ kir. We can make this substitution in the reflection
coefficients (B.10a) and (B.10b) and define new reflection coeflicients that no longer depend

on kl,
ikl — Gk _
re = u(w)z-k Zk = plw) — 1 = (B.24)
p(w)ikl + ikl p(w) +1
e(w)ikl —ikl  e(w) -1 g
r e(w)ikll + kIl e(w) +1 " (B-25)

In the retarded regime, we assume all of the bodies are far enough away from each other and
the half-space for relativistic effects to become significant. Large z means that the integral
in (B.23) oscillates quickly, due to the complex exponential. The dominant wavenumbers are

given by the stationary-phase point dk*/ dk!' = 0 so we see that,

d |w? —Kl
— = k= —— =, (B.26)
dilY 2 o — Kl
meaning that kIl = 0 dominates. This means that we can make the substitutions k* ~ w/c

and kit ~ \/e(w)p(w)w/c, allowing the definitions of reflection coefficients that don’t depend
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on kll,
. pw) — Vewpw) _ Vipw) = Velw) _ R B.27
Topw) + Vewpw)  Viw) + Velw) B2
W) = V) _ Vew) = Vi) __ » B.28
)+ Vewpw) Ve +ulw) T (B2

Now we can apply these simplified the reflection coefficients for each of the considered regimes
to the Green’s tensor expressions for the two arrangements.
Parallel Arrangement

Applying the non-retarded limit to the expression for the parallel arrangement, (B.20), we
can make the substitutions k* ~ v/ —kl? = ikl ~ ki to obtain,

. Jo(K1X) + Jo (Kl X) 0 0
Gy (7' w) = / dille2k1= | plim 0 Jo(K1X) — LEIX) 0
0 0 0
) Jo(K1X) — Ty (kI X) 0 2.J; (kI X)
C im 7 |12
+ Er; kel 0 Jo(KI1X) + Jo (k1 X) 0 : (B.29)
—2J; (kI X) 0 2.Jo (kI X)

Using the integral results [120],

/ dre™* Jo(bx) = (B.30a)
0

_ (m_af
/0 dre " Jy(bx) = (B.30Db)

/ dze™ " Jo(br)z? = (B.30c)
0

/ dze” " Jy(br)z? = (B.30d)
0

/ dre™ " Jy(ba)z® = (B.30e)
0

Va2 + 625’
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we reach,
L [ X4 (R = 22)° 0 0
GUP) (g ) = | s 9 2
Nk (rorw) ~% | R, 0 X*—(Ry—22)" 0
0 0 0
L [ 822 —4X? 0 122X
T
S 0 8224 2X? 0
w* L 2 2
~122X 0 2(82% — X?)
D (2R 0 0
- lon 0 2:R, — 422 0
’ 0 0
L m [B2—3X% 0 62X
cer
+— éi 0 R? 0 : (B.31)

—6:X 0 2R —3X’

where we have made the defined v/422 + X2 = R,. In the non-retarded limit, intermolec-
ular distance is small, so {R,,z, X} << 1, so Rf terms will dominate. We can therefore

approximate the expression as,

o R R —3X% 0 62X
k) J— 2
GNR (Irv r, w) - 47Tw2R_5'_ 0 R+ 0 5 (B32)

—6:X 0 2R —3X’

where from (B.25) we know that ) = %

vacuum Green’s tensor, (B.3), we obtain the effective Green’s tensor,

Summing with the non-retarded limit of the

, 2 0 0 w [RE—3X% 0 62X
GUP (' w) = € Ilo 21 o0 |42 0 R2 0
AR Tl .l D I +
0 0 -1 —6:X 0 2R —3X2

(B.33)
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Colinear Arrangement

With the simplified reflection coefficients, we can perform the integral in (B.23) using the

following integral results,

iz Z g |
/ dk;”kl iktZ _ —Z ’ ' (hm ey 2 kI li 6iZW)
0

kL A AV ku_m
0
it % it %
=0 — = B.34
S (B.34)

— —Z lim €4V _km\/ — k2 = Z lim 2V cQ_kHQk:”2
22 El S o0 Z 1l 500

2 7 w2 2 Zw w 2
_Z i BV R <—_ P S Z)
:—O—O—O—C—Ze c — € CZ3
-7 W 2w 22
VA
— 4T | 2 4 22 B.35

;7 W 2 2 2
_ iz <_W _ l) , (B.36)
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obtaining,
, 100
G(lc)(r,r’,w)—éelz% %T};m 010
000
2w iw? 21
) —<@—ﬁ+ﬁ> 0 0
C 1m W sz 7
) 0 ~(B-=mrE) o
0 0 ~2(Z%+%)
¢z | plim rlljm Lo 207“;)”“ c i L 00
= = 01 0|+~ (57|01 0 (B.37)
0 0 0 0 2

Now we can find expressions for the limits of the colinear Green’s tensor by picking out the
dominant terms in each limit. For the non-retarded limit, z < ¢/w so 272 terms dominate

and e*“% — 1, resulting in,

ong (1 00
Gl )= 2o 1 0 (B.38)
NR AT = 2 Zs 7 '
0 0 2
where % = ZEZ;J: Summing with the non-retarded vacuum Green’s tensor, (B.3) to get,
, 1 0 0\ .z f100
GIC(p ) = 2lo Z1ol+2 101 0 (B.39)
NR AT 4 | 23 - 73 '
0 0 2 0 0 2

In the retarded limit z > c¢/w, so 27! terms dominate, so we find the Green’s tensor to be,

G(l C) / eiZUJ/CT? 1 0 0 B 40

R (rrw) = ™= 0101, (B.40)
000

where it = VIV D) and we recall from (B.28) that it = —r}'. Similarly, we can sum

m(w)+y/e(w)
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with the retarded limit of the vacuum Green’s tensor to find the effective Green’s tensor for

the system,
o / sizwfe | -1 0 0 R 1 00
Gy (r,r\w) = el s 0 -1 0 +7 010 (B.41)
0 0 0 0 0 0

B.3 Non-reciprocal Half-Space

In this section, we briefly outline the derivation of the Green’s tensor given in Ref. [78] for
a layered time-reversal-symmetry-broken topological insulator (TSB-TI), and apply to some

simple geometric arrangements.

The origin of the non-reciprocity in topological insulators is the ability to mix electric £ and
magnetic induction B fields |63, 64]. Therefore, when calculating the Green’s tensor, the
cross components of the unit vectors of the s, p polarizations must also be considered. So,

we can write the Green’s tensor as 78|,

' 4’k /
G(l)('r,'r/,w) _ l,u817§§1>/ T ezk“ (r—r') ikt (242") Z Z Tor€oi€r (B.42)

0=s8,p T=S,p

where we have newly defined Fresnel coefficients for a TSB-TI |78,

— ki) Q. — kLA
Ts.s (M “ L ) L y (B43a)
’ (,u (W)k* — ki) Qe + kL ki A2
1& + k) Q) — b kLA
Fop = (e(w) ) : (B.43b)
T (e(w)kt — k) Qu + kLEEA?
—2,u(w)kLk:1lA
sp — 5 B.43
" T e (w)kE = kD) Qp + kA2 (B.43c)
—QM(w)k;kaA
s — > B.43d
P T @)k — k) Q. + kL A2 (B43d)

where A = au(w)(©; — 0) /7, Qe = p(w)(kte(w) + ki), Q, = p(w)(kp(w) + ki) and « is

the fine structure constant.

O(r,w) is termed the axion coupling in particle physics, which in electromagnetism merely
acts as a space and frequency dependent coupling parameter [121]. It takes even multiples of
7 in a conventional magnetodielectric and odd multiples of 7 in TSB-TI, with the magnitude

and sign of the multiple determined by the strength and direction of the time-symmetry-
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breaking perturbation [122].

For layered homogeneous media, O(r,w) = ©(w) and the effects of axion coupling are only
felt at interfaces where the properties of the medium change [78]. When ©; — © — 0, this
means that there is no change in the axion coupling over the interface, which corresponds to
an interface between reciprocal media and a vacuum. In this case, we note that the coefficients
TspsTps — 0 and r, s and 7, , reduce to the usual Fresnel coefficients for reciprocal media, 7,
(B.10a) and r, (B.10b) respectively.

The cross terms are found to be,

1 1 )
esvey- = (e x e2)(kle. + kiey) = r(ky, —ks, 0) © - (k;sz,kfky, Kl )
1
2
Rkt KD kyk
=T k2 —kikok, R K| (B.44)
1
0 0 0
I il 1 1 n |12 1
epres = (Kle. — kiey)(ew x e) = o (—kl ko, —kiky, k ) ® —7(ky, =k, 0)
—kkokE K20
= T —kik}  kikgk, O]. (B.45)

LA )
Transformed to polar coordinates via (B.14) we get,
. 2
k'H | : / SR /
G(l) / :le“l (w> /dk” / do—— ikl (cos ¢,sin ¢,0)-(r—r')+ik—(z+2")
X (rs7ses+es, + T p€pi€p + s pesie, + rp,sewes,) , (B.46)

where

ki sin ¢ cos ¢ ki sin? ¢ El sin ¢

1
€€ = 1 —kicos?¢  —kisingcosd kllcoso |, (B.47)
1
0 0 0
) —kisingcosep  kicos’¢p 0
€pt€s = 1 —kisin?¢  kisingcos¢ 0|, (B.48)
' kIl sin ¢ kl cos ¢ 0

and e;;es_ and e, e, are defined by (B.16) and (B.17) respectively.
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The Green’s tensor can equivalently be written in the form,

iﬂl(W) k” ikt (z+2' . ikl (cos ¢,sin (r—r'") Dij
G(l)(r,r’,w):w/dk”k—Lek (et=) 0 dep e (cos osin@.0)-(r=r') Rl (B.49)

where the definitions from section B.2 apply and RY (k! k.) is a reflectivity tensor with

components,
k2 k.
R*™ =sin* ¢r, , — cos” ¢ rpp + sin ¢ cos (;5 " (Fow = Tps) s (B.50a)
k2 k.
RY = cos® ¢y, — sin® ¢ k:_; 7pp — S @ cos ¢ & (7“54; — rpﬁ) , (B.50Db)
1
2 k
R™ = —sin¢cos ¢ | 155+ k—’;rm + k_z (sin2 ¢r,,p — COS> (b?"m) , (B.50c¢)
1 1
- . k2 k. 9 .y
RY = —singcos¢ | res+ w2l | T (cos® @1y, —sin’ ory) (B.50d)
1 1
k! k.
R — - <— cos ¢ — Tpp+smgb7“sp) , (B.50e)
1 k1
kl k.
R — o (cos ) rpp +singr, s) , (B.50f)
1
Ll
RY? = o (sm & —r,, —COS P rs,p) , (B.50g)
1
Ll
R¥ = T (sm ¢ —1,, — COS gbrW) , (B.50h)
1
El?
R* = —ﬁrm,, (B501)
1

which is in agreement with Ref. [78]. We will now apply this result to two simple configura-

tions shown in figure B.1.

B.3.1 Parallel Arrangement

As in section B.2.1 and shown in figure B.1a, we can place the bodies in the xz-plane and

equidistant from the surface and define x — 2’ = X to express our Green’s tensor (B.49) as,

. I 4 2w ] B
G (r,r w) = ”;1(;)) /dk“]]j_Leml#Z/ dp ™' X0 R, (B.51)
Y 0
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where RY is defined via (B.50). We can now perform the angular integral using the results
(B.19) and obtain,

; ko .
GOP) (1,4 ) = “‘iﬂ /dk”k—LemLzRg, (B.52)
m
with
S (k11X k2 k2
Rt = — Jo(klx|)-= B.
RE X Tss T k‘% Tpp Jo(K!| Dk‘% T'p.p; (B.53a)
Ji (kX k2

R?Dy = - 1(|)(|| D ( Ts,s + -5 k’2 > - ‘]O(k|||X|)TS,S ) (B53b)

ok [ X ]
RY = 1|T‘||) (rap + 100) — Jo (BN X s | (B.53¢)

YT kz _Jl(k||‘X|) Il _
RP = k_l T (rs,p + rp,s) - JO(k |X|)r571) ’ (B53d)

k”kz
RY = —R% = =K X))y, (B.53¢)
1
El
RY = zk—Jl(k”X)r&p, (B.53f)
Al
RY = —zk—Jl(/f“X)rp,s, (B.53g)
El?

R% = —JO(kH|X|)—7‘pp. (B.53h)

By examining the off-diagonal components, we can see that the Green’s tensor does not

satisfy Lorentz Reciprocity (2.75) as expected. This is demonstrated explicitly below,

RY(r',r) # R% (r,r') unlessr,, =r,, (B.54a)
RE(r',7) = RE (), (B.54b)
RY(r',r) # RY(r,r') unlessrs, =rp,. (B.54c)

It is interesting to note here that if r, , = 7, ,, then GOF) (7, 7') = GOF) (¢ 7) and reciprocal

behaviour will be exhibited.
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B.3.2 Colinear Arrangement

As in section B.2.2, we can position the bodies along the z-axis and use the integral results
(B.22) to arrive at,

; ko
G(l’c)(r,r’,w)——wéfrw) / kI Ry, (B.55)

where Z = z + 2’ and the components of Rg are,

2

R™ =RYW =r,4 — k—; Tpps (B.56a)
1
R — g = e ) (B.56b)
- - k’l S,p p,s Y :
R = R*™ = R*¥ = R"* =0, (B.56¢)
El?
R* = —ﬁrpm, (B56d)
1
which we can rewrite as,
ros— S L (7“ -7 ) 0
i) [k | ey TR
GO (7 w) = '“é_ﬂ / dkllkTezk Z —i—i (Ts,p _ Tp,s) Fos = 1% T 0
0 0 — ST
(B.57)

By examining the off-diagonal elements, we can again see that Lorentz reciprocity (2.74) does
not hold as we would expect, since G4 (r, 1) = —GS2 (7', ), so GO (r, ') £ -GV (v, 7).
However, as for the parallel case, we note that if r,, = r,, then reciprocal behaviour will
be exhibited. This can be seen by the fact that for this arrangement, r,, = r,s means

that Gﬁ;ly)(r,r’ )=0= Gz(,? (r’,7), and so the Green’s tensor becomes diagonal, so clearly
GV (r,r) = GV (7).

B.4 Spherical Green’s tensor

To describe a system with rotational symmetry, it is convenient to use spherical coordinates.
We set 7 = (1,0, ¢), where r is the radial distance, @ is the polar angle, and ¢ is the azimuthal
angle as shown in figure B.2. Without loss of generality, we can place the two bodies in the
xz-plane and assume that the bodies are on opposite sides of the z-axis, such that one body

has ¢p = 0 and the other has ¢ = 7. So we can set up two bodies at positions r, and rg
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1
1
1
1
1
1
:

X &»”
1 ,’
R y
Lo,

1

Figure B.2: Spherical coordinate system used in this work.

defined in spherical coordinates as,
ra = (ra,04,0), T8 = (rs,0p,7). (B.58)

In this section, we consider an environment of a spherical body in a vacuum. The Green’s
tensor for this system can be split into a bulk and scattering part, as explained in 2.2.1. To
find the bulk part, we transform the vacuum Green’s tensor given in (B.1) into spherical

coordinates.

B.4.1 Bulk Green’s tensor

Our chosen coordinates of 5 and rg (B.58) can be equivalently given in Cartesian coordinates

using the conversion,

x = rsinf cos ¢,

y = rsinfsin ¢,

z =1rcosb, (B.59)

giving us,
Ta = (rasinfa,0,7a cosby), (B.60a)
rp = (—rpsindg, 0,5 cos fp). (B.60D)

The vacuum Green’s tensor (B.1) in our chosen coordinates is given by,

0 C2eiprB/C . .
G' )('rA, rR,W) = Ry [a (—szBw/C) I-b (—szBw/C) eABeAB] , (B.61)
TW"PAB
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where a(z) = 1+ z + 2%, b(z) = 3 + 3z + 2%, eap = pas/pas and we can calculate,

PAB =TA —Tp = (rasinfa + rgsinfp, 0,74 cos 0 — rp cosbp), (B.62a)

pas =|pas| = V/(rasinf + rgsinfp)2 + (ra cos 5 — rp cos )2

:\/ri(sin2 Oa + cos? ) + r3(sin? g + cos? Og) + 2rarp(sin 4 sin O — cos 05 cos Og)

:\/ri + 13 — 2rprp cos O, (B.62b)

eaB =pPaB/pap = (rasinfa + rgsinfp, 0,74 cos 0 — rp cosp)/pas, (B.62¢)

where we have defined © = 0, + g and used the geometic identities sin® x 4 cos? = 1 and

cosx cosy — sinxsiny = cos(z + y).
The standard unit vector conversions are,
e, =(sin f cos ¢, sin 0 sin ¢, + cos ),

ey =(cos b cos ¢, cos 0 sin ¢, —sin ),

(—sin ¢, cos ¢, 0). (B.63)

€o

Applying to our coordinates produces the spherical unit vectors at r, and rg,

e, =(sinfa,0,cosby), e, = (—sinbg, 0, cosbp), (B.64a)
eg, =(cosfx,0, —sinby), eg, = (—cosbp,0, —sinfp), (B.64b)
ey, =(0,1,0), es, = (0,—1,0). (B.64c)

We want to express the vacuum Green’s tensor in terms of these spherical unit vectors. The

rr component, for example, of the Green’s tensor in our coordinates is given by,

Gq(~?~) (rA7 rBu W) — e"’A . G(O) (TA7 TB, W) ’ erB

02 eiprB/C

T TR [a (—ipapw/c) e,, - €., — b (—ipapw/c) (e,, - €an)(er, - €ap)|.  (B.65)
AB
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We can use (B.64a) and (B.62c) to calculate,

€, - € =(sinfx,0,cos860,) - (—sinbp,0,cosfp) = cos O, (B.66a)
€, - eap =(sinfa,0,co80s) - (rasinfa + rgsinfp, 0,75 cosfa — rgcosOp)/pas

= (TA sin? 0 + rp sinfa sin g + ra cos® 05 — g cos 5 cos GB) /PAB

=(ra —rcos©) /pas, (B.66b)
€, - eap =(—sinfp,0,cos0p) - (rasinfs + rgsinfp, 0,75 cosp — rgcosbp)/pas
=(racos® —rg) /pas, (B.66¢)

and substitute these in to (B.65) to give the rr component of the vacuum Green’s tensor.

Similarly, we can calculate the other components of the Green’s tensor using,

€, €y, =€y, €, =—sn0, ey, ey, =—cosO, ey, - €4, = —1, (B.67a)
€y €y = €0, €y = €4, €y = €4, - €p, =0, (B.67b)
rg sin © ra Sin ©
€y, - €A = , €gy - €AR = — , €pp - €AB = €4 - eap = 0. (B.67c)
PAB PAB

Substituting these in to (B.61),we find the non-zero components of the Green’s tensor to be,

2e=¢ (ra —rpcos©) (racos© —rp)
G,(f,{) TA,TB,W S P £)cosO® — b (& AP , (B.68a
(e 7.6) =~ [a(6 © iy (B.68a)
20-¢ [ (ra —rpcos©)ry sin © |
GO (rp,mp,w) = —— |a(€)sin® — b(e) LA , B.68b
= © = | (B.Gsb)
2ot (racos© —rg) rpsin 0]
G(g)(rA,rB,w - g &)sin® + b (& A , B.68c
; )= G |°© © = | (865
GV (ra, rp,w) = et a(£)cos® — b (&) rars sin”© (B.68d)
o Arw?pip i PAB 7 '
20,—¢
GOy ) = - ae). B.68c
o0 (T, T8, W) I (&) (B.68e)
where we have defined £ = —iwpap/c. This result is in agreement with [4, 123].

B.4.2 Scattering Green’s tensor

We now calculate the Green’s tensor for a spherical macroscopic body. We choose the centre
of the spherical body to align with the origin of the coordinate system, as in figure B.3. The

scattering Green’s tensor for two bodies near a dielectric sphere with radius R can be written
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Figure B.3: Two bodies A and B near a sphere of radius R. Adapted from [123].

in this coordinate system as [4, 123],

n

1) L iw = 2n+1 (n—m)!
Gra, s, w) = 47?021 n(n+1) Z (n+m)!<2 Som)

n= m=0

X 3 [ BY Muy(ra /€)M (1,0/€) + B N (1, 0/€) Nown  (71,0/0) |, (B.69)

p==%1

where M, ,(r,q) and Ny (7, q) are even (p = +1) and odd (p = —1) spherical wave

vector functions, given below,

M, (7, q) = %hg)(qr)Pfln(cos 6) cos(mo)ey — hg)(qr)w sin(m¢)ey, (B.70a)
sin
Pm
M, 11(7,q) = _siTr?Q A (qr) P™(cos 0) sin(ma)eg — h%l)(qr)w cos(mao)ey,
(B.70Db)
Ny —1(7,q) = %hg)(qr)Pf(cos ) sin(mao)e,
d qrh%l)(qr) m
+q_17« [ — ] (dPn ;;03 0) sin(mao)ey + %Pff(cos 0) cos(mgb)e¢) ,  (B.70c)
1
Nym1(7,q) = %hg)(qr)Pﬂ(cos 0) cos(mo)e,
d [qrhg)(qr)] m
1 dP]"(cos ) mo_ ,
+§ o ( pT] cos(mo)ey — sin@P" (cosf) 81n(m¢)e¢> ,  (B.70d)
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where A (z) is the spherical Hankel function of the first kind and P™(z) is the Legendre

function. The coefficients BM and BY are the Mie reflection coefficients [124] given by,

Jn Jn - Jn /
p(w) [2Hn(2)] Ju(21) — Hi(2) [ )]
J(2)] Tn(21) — T I
Biv(u)) — 6(&]) [Z (Z):|/ (21> (Z) |:Z1 (Zl)i| - (B?lb)
e(w) [2Hu(2)] Jn(21) — Hu(2) [2100(21)]
where J,,(z) is the spherical Bessel function of the first kind, z = wR/¢c, 21 = y/e(w)p(w)zo
and the prime denotes differentiation with respect to the respective argument.
It is useful to split the sum into its four constituent terms,
— 2n+1
Peltd [2(1) ) 4 %) 2(4>] B.72
(’I”A,TB, 471_02 n+1 m+ m+ m+ m | ( 7)
where we have defined,
W = Z Com B My 1 (12, w0/¢) My 1 (5, w/c), (B.73a)
m=0
»® = Z Coum BM My 1 (74, w0/ ¢) Moy 11 (15, w/c), (B.73b)
m=0
27(73) = Z Cntéanm,fl(’rA7 C‘-)/C)]\rnm,fl("'Ba W/C), <B73C)
m=0
nW = ZCnt Nom1(ra,0/¢) Ny 11 (18, w0/ ), (B.73d)
m=0
where we have defined,
(n—m)!
Com = ——=(2 — dom)- B.74

Beginning with the > term and considering r, and rp separately, we can calculate from

(B.70a),

M —1(Ta,q) = A (qra) P (cos B ey, , (B.75a)

sin 9
m

M, 1(T8,q) = A (grg) P™(cos Og) cos(mm)eg,,, (B.75Db)

sin Op
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where we have used,

cos(mey) = cos(0) = 1, sin(mea) = sin(0) = 0, (B.76)
cos(mep) = cos(mm), sin(meg) = sin(mm) = 0. (B.77)

Substituting these into (B.73a) we find,

n

Qg)eg €y
M 4 €05 Z m2Chp P (cos 05 ) P (cos ) cos(m), (B.78)

(1) —
" sin@Asinﬁgm ‘

m

where we have defined,

QS) = h(1 (rAw/c) (rBw/C) (B.79)

Likewise, we can rewrite the other three terms that make up (B.72) in a similar way, giving

us,

n

Zg) — Bé\/ng)em eon Z o dP"(cosfa) dP(cos fp)
m=0

dia dog

cos(mm), (B.80)

2
2(3) = BN ( ) ¢ e¢Ae¢B QCnum 9 0 B81
m n Qn TATAUJQ sin HA sin QB Z m (COS A) (COS B) ( )

2

IS BY 1QWn?(n +1)%e,, e, Z Crm Pl (cos 04) P (cos 0) cos(mm)
rATBW? —
— dP™(cosfp) dP"(cos 0p)
(4) n n
+ @), €9, €qy, mZ:o Crm TR i cos(mm)
- AP (cosf
+n(n+1)QPe,, e, Z Crm P (cos OA)% cos(m)
m=0
- Pr
+n(n +1)QPey, e, Z C’nm%Pf(COS 0p) COS(mT{')] , (B.82)
A
where we have defined,
!/
QP =hP(rawfe) [hPG)| (B.83a)
z=rpw/c
!/
QY =hN(rpw/e) [yhPy)| (.83b)
y=raw/c
/
@ = |yn® M : B.83
Q@ =[mdw]  [we] (B.83¢)

To perform the summations over m in (B.72), we can make use of the addition theorem for
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spherical harmonics [58],
> Com Py (cos ) Py (cos 0) cos(me) = Py (1), (B.84)
m=0

where,
1 = cosf cos @ + sinfsin§’ cos ¢. (B.85)

To tackle the sums in X and 25{:’), we differentiate (B.84) twice with respect to ¢. For the
left hand side we get,

2

d¢2 Z Crm P (cos 0) P (cos ') cos(me) = Z Crm P (cos 0) P (cos ¢ )d— cos(mao)

m=0 d¢2
=— Z m*Cyp P (cos 0) P (cos ') cos(ma), (B.86)
m=0
and the right hand side gives,
d? d d _d dy dy dP, ()
70 =35 (570 = 35 (GP05) = 35 (6 o)

By
() ()

_PYdR(W) v d ( L)) b

T de?  dy de do dv) dvp
Y dP(y) | (d\" dPu(t))
a2 db | \do d¢2 (B.87)
Combining the left and right hand sides, we can write,
- CPedP(Y) AV PP.(Y)
2 m m / _ | =z n
mzzom Crm P (cos 0) P (cos 0') cos(me) = R <dq§ a0
o dP,(y) | . d*P(v)
/
pu— B-
sin fsin 6 (cos o) 0 + sin ¢ e : (B.88)
where we have used the definition of ¢ given in (B.85) to calculate and substitute in,
2
W _ — sin 0 sin #’ sin ¢, Y _ — sin sin 0’ cos ¢. (B.89)

d¢ d¢?

To apply this to (B.78), we make the substitutions § — 0, 0 — 0 and ¢ — 7. Applying
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this to (B.85) results in,

1) — cos O, cos O + sin f sin g cos

=cos 0 cosfp — sinf sinfg = cos © = 7, (B.90)

where we have defined © = 6, + g and v = cos ©. Applying this to (B.88) gives,

z": M Cypn P (cos 05 ) P (cos fg) = sin 65 sin O cos Wd]j;v(’y)
" = —sinfa sinfg P, (7). (B.91)
We can use this to rewrite (B.78) and (B.81) as,
S == BQYPi(v)es,eq, (B.92)
5% =— rAiw2 BYQWPl(v)es, eq, (B.93)

To perform the sum in 27(3), we again make use of the addition theorem for spherical harmonics
(B.84), but this time we differentiate with respect to 6 and . Applying to the right side of
(B.84) results in,

d dP B d (dP,(v)dy B d (dP,(v)dy
7 0 HW—@( 70 @)—@( a0 @)
Cd (dP,)\ dY dP.() d [ di
_ﬁ( v )E+ v w@)
_dp PR v dP,(0) Y B9

40 A do | Ay dode

From the definition of ¢ from (B.85) we can calculate,

d
d—g = —sinfcosf + cosfsin b’ cos ¢, (B.95a)
% = —cosfsinf + sinf cos ' cos ¢, (B.95b)
d2,¢] . . / /
50 =sinfsin 6’ + cos 6 cos 8’ cos ¢. (B.95¢)

Again making the substitutions § — 05, ¢/ — g and ¢ — 7 which we know from (B.90)
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results in 1) — cos © = v, where © = 6, + 0, we find,

dy

= sin @ cos g — cos O sinfg = —sin(fx + 0g) = —sin O, (B.964a)
A
dy : : ;.
—— = — o8 sinfg — sinf cos ' = —sin O, (B.96b)
dbg
P 06 sin i — cos0 cos s = — cos© (B.96¢)
d@BdGA_Sm A sinfp — cos O, cos g = — cos O. .96¢

Making these substitutions in (B.94) we arrive at,

EPa(y) _ 2y @Pa(y)  dPa(y)
TN =sin” © 02 — . cos ©
=(1 — cos* @) P/ () — P.(7) cos©
=(1=*)P(v) = vP,(7)- (B.97)

We can use the Legendre Equation (see e.g. Ref. [58]) to rewrite this expression. The

Legendre Equation is given as,

% {(1 — xz)%} +n(n+1)P=0. (B.98)

By use of the chain rule this can be written as,

d o7 dP N
dP d*P

= 90— + (1 —2%)— 1P =
2xdx+< )dx2+n(n+ )P =0

(1—a*)—— —a—=2— —n(n+1)P. (B.99)

We can use this to rewrite (B.97) as,

d?P, (v
V) P(9) = n(n + D) = —Fa(3), (B.100)
dOAdOg
where we have defined
F.(z) =n(n+1)P,(z) — P, (z). (B.101)

Bringing this back to the addition theorem (B.84), we have,

n

Z CnmdPn (cos @) dP™(cos fp) cos(mm) = —F(7). (B.102)
m=0

dfa dfg
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which can directly be substituted into the expression for 2&?, (B.80), giving,

Eg) = —B%Q(I)Fn(ﬂem%g (B‘103>

Finally, for 5% we can differentiate the addition theorem (B.84) by 6 and and 6’ separately.
From (B.96a) and (B.96b) we have,

dry . dry
L — _gne® = L B.104
7 T (B-104)
which means that,
d dP,(7) dv L odP(y) _ d dP,(7) dy
—P.(v) = — = = —P.(y) = —. B.1
a0, ) = = s T O T = @ ) = T (B.105)
Applying this to the addition theorem (B.84) gives,
n Pm
Z Crm P (cos HA)M cos(mm) = —sin OP, (v)
— dbg
. AP (cos 6
= Z Chrm (cos A>P " (cos O ) cos(m). (B.106)
dfa
Substituting this into (B.82), along with (B.84) and (B.102), gives,
27(73) = QBN [Q%l)nz(n + 1)2erAerBPn(7) - Q514)69A8913Fn(7)
TATBW
—n(n+1)sin©P,(v) (Qf)eme@B + QS’)egAerB)] . (B.107)

Now we can substitute our results, (B.92), (B.103), (B.93) and (B.107), into (B.72) to gen-

erate an expression for the spherical Green’s tensor,

G(l)('rA,rB, Z G (ra,TB, W)€, €4, (B.108)
1,j=r,0,0
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with the non-zero components given by,

o0

Y nln+1)2n +1)B) (@) P(1)QY,

Amwrar
muAanl

Gg) (TA, B, w) = <

1SN0 S o0 4 1)BY () P (1) QP

(1) _
Gr@ (TA7TB>W) - =
4TwrATR f
n—=

G(l) _ 1C S1n 2 1 BN P, (3)
or (TA, s, W) 47TW7’A7"B 3:1( n+ ) n (w) n(fy)Qn ’
w = 2+l | BN (w)
aw _ W } : BM ()P () 4 = Zn
00 (TA’ Trs, LU) A7e o 7’L(7’L + 1) n (w) n(f)/)Qn + CUQTATB (7)Q
= 2n+1 2BN(w)
o — } : BM(W)F, (1) 4 = —n 7 pr
Io0) (TA7TB7 47TC ra 7’L +1 n (w) (V)Qn + szA’f‘B n( )Q

)
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(B.109a)

(B.109b)

(B.109c¢)

(B.109d)

(B.109e)
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