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ABSTRACT

Many optically active systems possess spatially asymmetric electron orbitals. These generate permanent dipole moments, which can be
stronger than the corresponding transition dipole moments, significantly affecting the system dynamics and creating polarized Fock states of
light. We derive a master equation for these systems with an externally applied driving field by employing an optical polaron transformation
that captures the photon mode polarization induced by the permanent dipoles. This provides an intuitive framework to explore their
influence on the system dynamics and emission spectrum. We find that permanent dipoles introduce multiple-photon processes and a pho-
ton sideband, which causes substantial modifications to single-photon transition dipole processes. In the presence of an external drive, per-
manent dipoles lead to an additional process that we show can be exploited to control the decoherence and transition rates. We derive the
emission spectrum of the system, highlighting experimentally detectable signatures of optical polarons, and measurements that can identify
the parameters in the system Hamiltonian, the magnitude of the differences in the permanent dipoles, and the steady-state populations of
the system.

© 2023 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license (http://
creativecommons.org/licenses/by/4.0/). https://doi.org/10.1116/5.0157714

I. INTRODUCTION

In general, the interaction of atomic systems with light through
transition dipoles is well understood, and the optical master equation
describing exciton creation and annihilation through photon emission
and absorption, respectively, is derived in many introductory texts
dedicated to open quantum systems.” " Atomic systems have highly
symmetric electron orbitals and so possess negligible permanent
dipoles. However, many physical systems do not share this property

and transition dipole interactions yields unique physical effects, includ-
ing modifications to decoherence,””’ steady-state coherence,”*""’
laser-driven population inversion,”” multiphoton ~conversion,””*
entanglement generation,””* second-harmonic generation,”””* and
bathochromic shifts.””*” Understanding the role of strong permanent
dipoles and their influence on control schemes, such as external driving
fields, is highly relevant for the design of new quantum technologies, as

decoherence induced by the local electromagnetic field limits the capa-

6€:11:CL €20T 18qwsdeq #0

and can possess permanent dipoles stronger than their transition
dipole moments. Such systems include molecules with parity mixing
of the molecular state,” > quantum dots with asymmetric confining

bilities of quantum computation implementations. Studying the
impacts of permanent dipoles may provide additional channels for con-
trol over such quantum systems, as well as advancements in quantum

potentials,” >’ nanorods with non-centrosymmetric crystallographic chemistry that may uncover novel biochemical processes.
lattices,” *° and superconducting circuits.” Previous studies have either neglected the transition dipole
Permanent dipoles introduce additional pure dephasing interac- moments assuming only a pure dephasing interaction,'” have consid-
tions into the Hamiltonian. The non-additivity of the pure dephasing ered single-mode fields,””"**""* or have treated the permanent
AVS Quantum Sci. §, 031402 (2023); doi: 10.1116/5.0157714 5, 031402-1
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. : . 12,28,29,35,41-43
dipoles in a perturbative manner. Furthermore, most

studies neglect an additional identity interaction also induced by the
permanent dipoles, which, as we show here, modifies the initial state
of the environment and can have a significant impact on the system
dynamics. Consequently, such treatments do not capture the role of
strong permanent dipoles in asymmetric systems under illumination
by multimode fields, such as common thermal fields.

In this paper, we utilize a polaron transformation to derive a
master equation for driven quantum dipole systems, possessing strong
permanent dipoles, interacting with a thermal electromagnetic field.
Importantly, we make no assumptions about the dipole matrix beyond
perturbative transition dipoles. The polaron transformation is a uni-
tary, state-dependent displacement transformation widely used when
dealing with strong, pure dephasing interactions. In the polaron frame,
pure dephasing interactions are absorbed into the definition of the
basis and treated to all orders in the coupling strength. The basis
describes an optical polaron quasiparticle, which is a hybridization of
the matter excitations and the displaced harmonic oscillator states of
the multimode photonic field. These photonic states, called polarized
Fock states, correspond to a non-zero (polarized) vector potential field
and were first introduced to explain how permanent dipoles can gen-
erate multiphoton conversion in a single-mode cavity’* and are useful
in polaritonic chemistry.****

The optical polaron formalism provides us with an essential intu-
ition for the very complex phenomena introduced by permanent
dipoles, allowing us to unpick the role of permanent dipoles in the
dynamics. We find that the formation of optical polarons results in
unique physical phenomena such as modifications to single-photon
transition dipole processes, entirely new multiple photon processes,
the appearance of photonic sidebands, and a novel interplay with
external driving that allows for control over the dynamics. By careful
choice of a driving field, we can strongly modulate the decoherence
rate of the system induced by the local environment by completely
suppressing the transition and dephasing rates, effectively decoupling
the system from the field. We also derive the emission spectrum for
the system, highlighting experimentally detectable signatures of the
optical polarons.

This paper is organized as follows. In Sec. 1], we introduce the
Hamiltonian and transform it into the polaron frame, and in Sec. II,
we discuss realistic parameters. In Sec. I'V, we derive the polaron frame
master equation (PFME) and discuss the new physical processes using
the analytical expressions. Following this, in Sec. V, we compare the
PEME to perturbative dynamics and to numerically exact dynamics
using the time-evolving matrix product operators (TEMPQ)™* ** algo-
rithm, through the open source code OQuPy.”” In Sec. VI, we derive
the emission spectrum, and in Sec. VII, we briefly discuss the role of
the initial state and identity type interactions. Finally, in Sec. VIII, we
present concluding remarks.

Il. THE MODEL AND POLARON FRAME

We consider a driven asymmetric emitter with a single quantized
dipole coupled to a long wavelength multimode field. After truncating
the material subsystem to its two lowest energy levels, the fundamental
multipolar-gauge Hamiltonian is

€
H=>0.+ Vo, + Ve + Zuka}:ak +d- T+ Egp, (1)
k

pubs.aip.org/aip/aqs

where € is the transition energy of the emitter and V = |V]e”" is
the complex valued amplitude of the external drive.”® ™ TI
=iy ,exfi(al —ax) is the electric displacement field, where k =
{k, 2} is a four-vector representing both the wavevector k and
polarization state A of the mode with polarization vector ey,
energy vy, and coupling strength fx = \/vi/(2V), where V is the
field volume. a; and a;z are the field mode annihilation and crea-
tion operators, and the dipolar self-energy term is

2
Eap = > 2 (4 e, ®)
Ve
In the truncated system Hilbert space, the dipole operator is
dee deg *
d= dy dy =dpo, +dpZ +dyoy + d#a,, (3)

where the Pauli operators are o, = |e){e| — |g){g], o+ = |e)(g],
o = g)(el; T = lg)(gl +|e)(el, and d; = (ild]j) for i,j € {e,g}.
We have defined the following combinations of dipole matrix
elements:

a=t e g, T g e
which play an essential role in our analysis. The d,, vectors where p
€ {u, A, D} are not guaranteed to be co-linear and Hermiticity of H
require that d, € R for p € {A, D} andd, € C’.

At this point, it is often assumed that either |da| =~ |dp| ~ 0,
which leads to the standard optical master equation (SOME)," * or
that |dp| ~ |d,| ~ 0 leading to a pure dephasing interaction.”” In
both of those limits, the dipolar self-energy term is proportional to the
identity. In this study, we make no assumptions about the size of the
permanent dipoles.

Substituting Eq. (3) into Eq. (1) and absorbing the drive phase
into a basis |¢/) = e"/2|e) and |¢’) = e~"'2|g), we find

€
H= EG,Z + ‘V|O’; + Z Vkazak + Edip + NDDI/
k

/ —idy / iy -/
+7an0, + mupe Vol + mpeval, (5)
where primed operators are in the {|¢’), |¢') } basis and

Tpg = Z(Pkal + grax), (6)
P

P = ifi(dy - ex), 7)

with p. q € {u, 1, A, D}, and we denote d; = d,. We refer to Eq. (5)
as the lab frame Hamiltonian, which is equivalent to Eq. (1).

The photon-only part of Eq. (5) can be diagonalized by the dis-
placement transformation H; = B(D/v)HB(—D/v), where subscript
d denotes the displaced frame, and displacement operators are given by

> —oax)

B(o) = e¥ , (8)
and B(«)" = B(—). These act on photon operators by
B(*o)arB(F o) = ax+oy, 9)

and we further analyze the displacement operators in Appendix A.
Ignoring constant terms, the resulting Hamiltonian is

AVS Quantum Sci. 5, 031402 (2023); doi: 10.1116/5.0157714
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H € Ve t / =iy iy o
d—Eaz—H los+ > viajar+maao, + e a++7r e
k

(10)

Notice that the dipolar self-energy term has canceled exactly with the
terms that result from displacing the light-matter interactions, such
that Eq. (10) is independent of Dy. This is a remarkable result, as it tells
us that the standard perturbative master equation would be consider-
ably inaccurate for most values of dp as this term would have a non-
negligible contribution to the dynamics.

Throughout this paper, we make the standard assumption that
the transition dipole is small enough to permit an accurate second-
order perturbative expansion in its magnitude, |d,|. Even for perturba-
tive transition dipole moments, the master equation derived using H,
in Eq. (10), referred to as the displaced frame master equation
(DFME), will become inaccurate if |d,| is large.

To overcome this challenge, we make a polaron transforma-
tion prior to deriving the Redfield master equation. In this frame,
the polarizing effect of the pure dephasing interaction on the field
is absorbed into the definition of a new basis, called the polarized
Fock states.””** The polarization direction of the Fock state is
dependent on the matter state, and it hybridizes with the excitation
to create an optical polaron quasiparticle. In Fig. 1, we illustrate
the various frames introduced and the optical polaron concept. A
Redfield master equation derived in the new basis, termed the
polaron frame master equation (PFME), will be robust to all mag-
nitudes of the permanent dipoles and will recover the DEME in
the limit of Ay — 0.

The polaron frame Hamiltonian is H, , = UHy UT, where

U :B(§)|e'><e'| +B(— é) ) (a1

Using Eq. (9), and ignoring constant terms, we obtain

(a) Lab frame (b) Displaced frame

’L’l9v 1,19\/ _ “9‘/ 7,’19\/
7'('””6 O'Jr ﬂ'uue O' e O'+ ﬂ-NHe
7TDDZ WAAU WAAO'

(c) Polaron frame

™.

(d) Optlcal polarons

® — exciton  {y= polaron

Fie. 1. lllustration of the model and the optical polaron concept. (a)—(c) depicts the
molecular energies and interactions in the (a) lab frame, (b) displaced frame, and
(c) polaron frame. In the lab frame, the dipolar self-energy term Egp, causes the
renormalizations € — egp and V' — Vgp, which cancel out in the displaced and
polaron frames. (d) is an illustration of an optical polaron: a quasiparticle formed of
the matter excitation and the polarized Fock states of the displaced photon modes.
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H, =0, + k|V|d +Zukakak+00++cfa/ . (12)

2 Z

where the coupling operator is C = C — (C) with

(5 )mun(Z)e + v (23)
C=B|=)nB(=)e ™ +|V|B[2=). (13)
14 14 14

We denote () = Trg(-pg), where

~ V) i c
pr=ge (19)
and Zp = Tr[exp (—B>_,viajax)] with B =1/(ksT) the inverse
temperature. In Appendix B, we prove that (C) = x|V|, where
k = (B(£2A/v)). In Eq. (12), we moved a factor of (C)a’. from the
coupling operator and into the unperturbed part of Hy, which ensures
that the perturbation theory yields the Redfield equation.

In the polaron frame Hamiltonian in Eq. (12), we can now inter-
pret ¢’, as causing transitions between the optical polaron states in
Fig. 1(d). Compared to matter excitations, described by the
Hamiltonian in the displaced frame in Eq. (10), polarons experience a
more complicated interaction, albeit one without a pure dephasing
term. The polaron frame Hamiltonian is diagonal when the transition
dipoles and driving vanish indicating that permanent dipoles generate
trivial dynamics if considered in isolation, described by the indepen-
dent boson model.

Finally, the unperturbed polaron Hamiltonian can be diago-
nalized using a unitary rotation, (¢/2)o, + k|V|d, = (1/2)7,,

where
n=1/€e+ 42|V, (15)

t. = [ — 1) (. (16)

The eigenbasis relates to the original basis by
cos ¢ —sin @
<e’>) B 2 2 <+>> -
=
|g > sin (2) cos (2) ‘_>
2 2

with cos (¢) = ¢/n and sin (¢) = 2x|V|/n. In the eigenbasis, the
polaron frame Hamiltonian is

= _Tz + Z Z/kakak + Z 8o Tas (18)
ae{z,+,—}
where we have defined 7, = |+)(—|, 7— = |—)(+|, and the coupling
operators
1
%= Esin () c+C], (19a)
- 2 (P t
g = {cos (5)6_ sin < )C ] (19b)
andg_ =g¢'.
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To derive the master equation, we will take the continuum limit
of the photon modes, in which summations over an arbitrary function
F(v) transform according to

S RE0) (& 1) (4 -e) = I | WIWF@), o)
P JOo

where J(v) is the spectral density, p, q € {u, i, A}, and

Ty = Jgkdg“ S(d ) (4 e). (21)

where [, dQ = Jo Oy sin (0k) 02 "d¢p,.” We have defined dimen-

sionless dipole vectors Elp = d,/dyr measured against an arbitrary ref-
erence value which for convenience we take to be df = 1D ~ 9
x107%eV~!. The purpose of introducing def is to ensure that the
spectral density has dimensions of energy. For free space and unpolar-
ized light,

hua = QuAei')“ cos (0,a), (22a)
hup = Quus (22b)
By = Qe (22¢)

where Q,, =Q,, = (8n/3)|&p||&q|, ¥, is the complex phase of
dy, Oua is the angle between dp and d,, and one can obtain, e.g,
hya = hy,, by suitable complex conjugation. Notice that the dynamics
only depend on the relative phase ¥,y = ¥, — ¥v. Also, in the con-
tinuum limit x = exp [—¢(0) /2] where the photon propagator is

2

b(s) = 4Qpn EC ! {coth (’%”) cos (vs)—isin (vs)|.  (23)

Ill. REALISTIC PARAMETERS

Emitters in free space have weaker permanent dipole interactions
than, for example, those in solvents or cavities. However, solvent and
cavity models introduce substantial complexity to polaron type master
equations due to infrared divergences and non-Markovianity originating
from their Drude-Lorentz type spectral densities.'” Conversely, the
multipolar-gauge free-space spectral density

J(v) = s”—ze*%@)(u), (24)

c

where ©(v) is the Heaviside step function and does not suffer from
these problems provided that the high-frequency cutoff v, is large. For
simplicity, in this paper, we use a free space model with permanent
dipole strengths inspired by realistic molecules embedded in solvents
and cavities.

As we derive in Appendix C, § = [ dvJ(v)/1v? = so(vedret)/
[2(21)’] is a dimensionless Huang-Rhys parameter where s, is a
Purcell enhancement factor. so = 1 corresponds to free space, and
so>1 to restricted environmental geometries and solvents.
Multiplying the spectral density by s, is accurate within the weak field
regime.”” The cutoff frequency in Eq. (24) is required to enforce the
electric dipole approximation implicit in Eq. (1), such that v, ~ 1/rg,
where r; = 50%a, is the size of the dipole, giving v, ~ [1,10]eV.”
Unless otherwise stated, we use v, = 1 eV.

pubs.aip.org/aip/aqs

In all our numerical results—except when comparing to TEMPO
which we discuss in that section—we take parameter values using the
gamma-globulin protein as an example: [ds| ~ 100D, |d,| = 0.1D,
and emitter energy ¢ = 3.16 ¢V.”>*" Taking the lifetime of an individ-
ual dipole—i.e., when |da| =0 = V—to be 1ns, requires that sy
= 5.705 x 10° for the values introduced so far.”" These values fix S
=9.341 x 1077 and so the field remains weak, thus justifying our
introduction of the Purcell enhancement factor. Moreover, these values
predict that polaron formation (x < 1) will occur at |da| ~ 100 D.
Finally, we choose the inverse temperature as § = 2 eV~! correspond-
ingto T ~ 5800 K.

To summarize, the important parameters in this model are the
dipole strengths |d,,| and |da|, their relative angle 0,5, the eigenenergy
1, the driving strength |V/|, the relative complex phase ¥,y, and the
cutoff frequency v.,.

IV. EFFECTS OF STRONG PERMANENT DIPOLES

In this section, we derive the secularized PFME, provide a brief
analytical review of it, and analyze the population transfer rates, deco-
herence rate, and Lamb shift appearing in the master equation, which
are given by Fourier transforms of the environment correlation func-
tions (ECFs). This will allow us to analytically explore the role of per-
manent dipoles.

Following the analytical discussion of the PEME, we will com-
pare the PFME to the DFME, and to the numerically exact
TEMPO,*® > which both serve as benchmarks. In the numerical
approach, we use the full non-secular Redfield master equations
derived in Appendix D for both frames. We emphasize that the
non-secular PEME depends only on the physical processes dis-
cussed in the main text. Moreover, the non-secular terms in the
PFME are perturbative in |V|/e and so are negligible when the
polaron transformation is valid.

In the eigenbasis, the secularized, time-local, Redfield master
equation is

19) t
Well) ) 47100, (250)

Ipy (1)
ot

and (9/00)p__(£)=—(0/00)p . ().(0/0)p_.()=(0/t)p._(1)",
where p(0)=(ilps(0))) for ije{+—} and ps(t)=Trelp(t))
Equations (25) describe population transfer from |+) to |—) at decay
rate 7, vice versa at an excitation rate y,, decoherence at a rate 4, and
oscillations in the coherence at frequency 7. The transition and deco-
herence rates are

=—[a+inlp, (1), (25b)

= 2R (1), (262)
1
va =5[]+ 4RI, (0)], (26b)
where
Cyp(@) = | dse™ (g} (s)gp(0)), 27)
Jo

for o, f € {z,+, —} and g,(s) is the interaction picture form of g, in
Egs. (19). Finally, the Lamb shifted eigenenergy is

AVS Quantum Sci. 5, 031402 (2023); doi: 10.1116/5.0157714
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n=n+SI-_(n)—Ti(-n)] (28)

Equation (27) includes an assumption that the environment is
Markovian, which is accurate for free space fields—described by the
spectral density in Eq. (24)—if the high-frequency cutoff is large."

In the PFME, we choose the initial state to be p,(0)
= |g){g| ® pg, where pg is given in Eq. (14) and assume that the envi-
ronment state does not change throughout the dynamics. We discuss
the implications of this initial state in Sec. V1I.

Evaluating the ECFs in Eq. (27), (g} (5)gg(0)), is a laborious pro-
cess, and we present the full derivations in Appendix E. Here, we focus
the discussion on new physical processes introduced by the presence
of the strong permanent dipoles. The ECFs, (g} (s)gs(0)), depend on
linear combinations of (C'(s)C(0)), (C(s)C'(0)), (C'(s)C"(0)), and
(C(s)C(0)), with the relative weighting of each dependent on the
eigenbasis angle ¢. Importantly, as we show in Appendix E, each of
these correlation functions describes the same physics. Therefore, for
the analytics in the main text, we focus the discussion on

I'w) = JOC dse’* (C"(5)C(0)). (29)

0

This function has contributions from four distinct processes
I'w) =T1(0) + (o) +Tyi(o)+Tye(w). (30)

The number in the subscripts of each term on the right-hand side of
Eq. (30) denotes how many photons are involved in the process (in
the absence of the sideband), and terms with a subscript V are induced
by the driving. The other three Fourier transforms of the C(s) two-
time correlation functions also depend on these four contributions,
except that (C"(s)C"(0)) and (C(s)C(0)) do not have a T'y ; (@)-type
contribution. The prefactor of each term is dependent on the relative
dipole angle 0,4, the driving amplitude | V|, the relative phase ¥,v,
and dipole magnitudes Q,,, as

I (w) o< Quus (31a)

I (w) o« QiA cosz(HHA)7 (31b)

Ty i(w) o< QualV|cos (Vv )cos (0,), (31¢c)
Tyo(o) o |V (31d)

Equations (31) show that when the system is driven, I'(w) is not an
even function of 0,4 or ¥,v. We will later show that this can be uti-
lized to control the system, for example, to prevent decoherence and
transitions. Moreover, for perpendicular dipoles cos (0,4) = 0, so
I'(w) becomes equivalent to the analogous function in the driven spin
boson model where the transition dipole and permanent dipole inter-
actions are with independent baths. Therefore, processes dependent
on 0, arise because the interactions are non-commutative.

For additional context, when |V| < e—the parameter regime in
which polaron theory is valid—the eigenbasis angle is ¢ ~ 0 and so
g ~ 0 and g, ~ C. In this limit, the secular approximation used in
the master equation in Egs. (25) becomes exact, and y;~2R[I"(—n)]
with T'(w) in Eq. (30) and 7, ~ [;° dse™*(C(s)C"(0)) which, as we
show in Appendix E, evaluates to y; ~2R[I"(17)] where I' () is equal
to Eq (3()) but with rV.l((/\)) — —rvﬁl(CO).

We will now discuss the four contributions to Eq. (30) in turn.
Each is derived in Appendix E.

pubs.aip.org/aip/aqs

A. One photon processes, I'1(w)

The function describing driving-independent one photon pro-
cesses is

I'i(w) = 1Qu J;° dvla(v)K(ow +v) + r(0)K(w —v)],  (32)
where

K(e) = EJ‘ dsel®se(5)-¢(0) (33)
T Jo

contains the influence of the permanent dipoles within this term, and

we have introduced the absorption and emission spectral densities

Ja(w) =J(v)N(v), (34a)
Je(v) = J(v)N(v), (34b)

where N(v) = 1/[exp (fv) — 1] is the Bose-Einstein distribution and
N(v) = N(v) + 1 will be a useful notation throughout this paper.

To understand the physical processes associated with this term, it
is convenient to temporarily ignore the factor of exp [¢(s) — ¢(0)] in
Eq. (33). The resulting term is the typical function appearing in the
standard optical master equation (SOME) ' our model in the absence
of permanent dipoles and driving—which is

w+v w—v

Fsonte () = Quu | 2 (—0) + () +,-7>J:° dv (’A(”H’E(”)ﬂ ,

(35)

where P denotes the principal value. Clearly, when o = —#, twice the
real part of I'some(w) describes excitation-by-absorption at a rate
21Q,,J4(n), and when o = 1, it describes decay-by-emission at a rate
21Q,,Je(17). The imaginary part of I'somg(w) will determine the
Lamb shift.

We now return to Eq. (32). In Ref. 62, an analytic solution to Eq.
(33) was found by exploiting the fact that /(&) only depends on J(v)
through its moments u,, = 4Qaa J;° dv[J(v)/v* ™ for m =1,
2, ..., 00, and that moments of lower order contribute relatively more.
We can then evaluate /(&) by replacing J (/) with a truncated spectral
density J'(v) = S0, |fkl?0(v — v}), as long as we choose the cou-
pling strengths {f} and energies {1} } of the modes such that
J'(v)/v?* has the same lowest moments as u,, for m = 1,2, ..., 2N,.
The solution converges rapidly for increasing N, and a single-mode
truncation is often very accurate, with truncation mode parameters:
Vi =vs=,/py and f] = f, = ,u;/z x QIA/AZ. A single-mode trunca-
tion captures all of the essential physics described by IC(w). Thus, for
the analytical analysis in this work, we use a single-mode truncation to
evaluate Eq. (33); however, in all of the simulations in this paper, we
use converged values.

From Ref. 62, the single-mode solution of Eq. (33) is

o0

K@) =Y A[[a(s—m)#’ L } (36)

S me— lug

where

Af:i i(;)(m_";ownvm, (37)
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and the prime on the first summation indicates that only every other
term is included, ie, n = |¢|,[¢|+2,..., and W, = S exp [-S/]/n!
is the Franck-Condon factor of the mode in the
truncation, S, = |fi|’/v? = 12/u, is its Huang-Rhys factor, and
Vi = N(vs)" exp[—2S:N(v5)]. A; has the normalization property
S . Ar =1, is maximized for £ = Round($'), and becomes A =
0o if |da| = 0, and at zero temperature V,, = 0,0, which leads to
A[<() =0 and AfZO = W[.
Substituting Eq. (36) into Eq. (32) yields

[i(@) = 57 () + 8 (). 69)

where

(@) =20Q > AJaltvs — o) +Jp(0 — tv)]  (39)

{=—00

and

Sl(w):iﬂwi\Aé’PdeV( Ja(v) + Je(v) )

= 0 o+v—»_Iv, o—v—~Llu

(40)

Equations (39) and (40) show that the effect of the permanent dipoles
within I'; () is to introduce manifolds of harmonic levels [in the
single-mode truncation of /C(¢), there is only one manifold] to/from
which transitions can occur, and which influence the Lamb shift value.
This is commonly observed when vibrational displacement interac-
tions occur simultaneously with transition dipole interactions and
manifest in spectra as vibrational side bands and Stokes’s shift.
However, in our model, this is a purely photonic effect and it results in
a photon sideband in the spectrum of the system. I'somg(w) in Eq.
(35) is recovered from I'i(w) in the limit of no permanent dipoles
because Ay — dyg.

In Fig. 2, we illustrate decay-by-emission transitions correspond-
ing to £ =1, and decay-by-absorption transitions for £ = ¢, where
Round(n/vs) < £, < Round(n/vs) + 1. The A, values can be inter-
preted as the probabilities for a decay between levels with energy dif-
ference n — fv; to occur.

B. Two-photon processes, I'>(w)

We now consider the two-photon processes in Eq. (30) that
occur independent of the driving, I';(w). These processes require that
the ¢, and o+ interactions do not commute, and so are unique to per-
manent dipole interactions. The rate function is

[y (o) = 41°Q0 , cos*(0,) Z J dse’ P97 (s), (41)
nme{-1,1} 70
where
Tunls) = | [ @i )
0 0

is the inverse Fourier transform of y,,,,(v,') which we write in
matrix notation as

pubs.aip.org/aip/aqs

(XX J
——

Energy \ -

—>
VS = fil s PP

Fie. 2. lllustration of decay processes (w = +n) captured by the ¢ =1 and
¢ =/, terms in Eq. (39), within the single-mode truncation of /C(&). Decay-by-
emission processes have dotted-dashed arrows, and decay-by-absorption pro-
cesses have solid arrows. The type of decay that occurs for a given value of ¢
depends on the sign of i — fvs. In the absence of permanent dipoles, Ay = d
and so only the ¢ = 0 decay processes are possible.

N(v)N (/)

N(l/)N(V’)) )
~N()N (/) ’

N(v)N()

where, for example, y_, ;(v,v') = —J(v)] (V/)N(v)N(v/). We have
introduced the polarized spectral density

](V):—7 (44)

which will be relevant to all transitions resulting from permanent
dipole interactions.

The two-frequency Fourier transform in Eq. (42) indicates that
I';(w) describes two simultaneous processes. From the phase factors
in Eq. (42), when n or m indices are equal to —1, we deal with emis-
sion processes, and when they are equal to 41, we deal with absorp-
tion, into the frequency channel v and v/ for n and m, respectively.
This interpretation is reinforced by the positions of the factors of
N(v), N(/), N(v), and N(¢/) in the matrix in Eq. (43). Similar to
the case of the one photon processes, the factor of exp [¢(s) — ¢(0)]
in Eq. (41) will introduce a photon sideband to the overall process,
again enabling processes with more photons.

Before we move onto the processes induced by driving, in Fig. 3,
we plot the decay rate | as a function of v, and |da| for V=0. Since
V=0, the eigenbasis coincides with the {|e), |¢)} basis and the decay
rate is | = 2[["(¢)], where I'() is in Eq. (30).
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Fie. 3. Polaron frame decay rate without driving. The total decay rate (dashed
black), and the contributions of the one photon processes (solid green) and two
photon processes (dot-dashed purple) vs v, In (a)-(d), the value of |da| is
0D, 100D, 200D, and 400D, respectively. Additionally, V=0, € = 3.16 ~ eV,
and 0,, = 0 (parallel dipole moments). For the other parameters, see the discus-
sion in Sec. IIl. When varying v, we keep S fixed to its value that ensures a bare
emitter lifetime of 1ns at v, = 1 eV, and the gray shaded region corresponds to
realistic values of .

Figure 3 shows that strong permanent dipoles suppress one pho-
ton transition rates and, for large enough |da|, cause two photon pro-
cesses to dominate the rate. However, for the parameter regime
shown, corresponding to gamma-globulin, two-photon processes only
dominate at v, values smaller than are permitted by the electric dipole
approximation, indicated by the gray region. As we will show later, if
the transition energy is reduced to € < 1 eV, two-photon processes can
contribute significantly and negatively for realistic values of v, and
|da| ~ 100D.

C. Driving-induced one-photon processes, I'y;(w)
We now move onto the processes in Eq. (30) induced by the driv-
ing. The function for such one-photon processes is

I'y 1 (w) =47 | V]| cos (Vv )cos (0ua)

« r AT AWK (e + )+ Te()K(w — ), (45)

where K(¢) is given in Eq. (33) and, analogously to Eqgs. (34), we have
introduced the polarized absorption and emission spectral densities

Jaw) =J(v)N(v), (46)
Je(v) =T ()N (v), (47)

where J(v) is in Eq. (44). Similarly to the driving-independent two-
photon processes, I';(w) in Eq. (41), these processes also arise due to
the non-commutativity of the permanent and transition dipole inter-
actions and vanish when d,, - dy = 0.

Using the single-mode truncation solution of K(¢) in Eq. (36),
we can decompose I'y ; (@) into real and imaginary parts

Iyi(w) = %VV,I((U) + iSy 1 (), (48)

ARTICLE pubs.aip.org/aip/aqs

which we do not write explicitly. Therefore, driving the system gener-
ates additional one photon (plus sideband photons) transitions, similar
in nature to the transitions described by I'; (@) but here scaling with
Q,|V|, and dependent on the phase ¥,y and polarized spectral
density.

Importantly, the prefactor in Eq. (45) is proportional to
cos(¥,,v) cos(0,a ), which allows one to control whether this function
suppresses or enhances the rates and Lamb shifts. As we discuss later, this
control could be easy to achieve in practice by tuning the driving phase.

D. Driving-induced zero-photon processes, Iy o(®)

Finally, the zero-photon processes induced by the driving in Eq.
(30) are described by

[yo(w) = 2|V [ dse(e?®) — 1), (49)
Jo
This term vanishes when ¢(s) =0 and so is generated entirely
through the photon sideband. Equation (49) also appears in the driven
spin boson model where it describes phonon mediated transfer
between eigenstates and so is an effect of pure dephasing.

E. Numerical analysis of the rates

In Fig. 4, panel (a) shows the total decay rate for different driving
strengths V as a function of |da|, and panel (b) shows the four contri-
butions to the rate with V = 107* eV. Due to detailed balance, the
excitation rate can be obtained from Fig. 4 by 7, = e Py | and, pro-
vided pure dephasing is negligible (which is true for the parameters in
Fig. 4 because 2| V| < ¢), the decoherence rate can be obtained from
Fig. 4 by y4 = (14 e )y /2. The key points resulting from the anal-
ysis of Fig. 4 are as follows: (1) one can both increase and decrease
rates through the physical mechanisms enabled by the presence of per-
manent dipoles and driving, particularly by controlling I'y ; (w) pro-
cesses, and (2) all physical processes found in the polaron ECFs
contribute non-negligibly to the total rates.

Through control of |da| and V, one can completely suppress the
transition and decoherence rates. The decay rate at each of the minima
in the curves for V € {—107%,107%,2 x 107} eV in Fig. 4(a) is zero
to within numerical error, and one can show that the excitation and
decoherence rates are also zero at these minima. As well as tuning
|dal, similar control can be achieved through the phase of the driving.
In Fig. 5, we demonstrate this by varying ¥,y with V = 10"*eV and
the |da| values marked in Fig. 4(b) and given in the legend of Fig. 5.
Maximum suppression is achieved when the driving is in, or out
of, phase with the transition dipole moment, depending on the align-
ment of the dipole moments. This is because of the factor of
cos(0,a) cos(V,v) in Eq. (45).

Figures 4 and 5 exemplify the impact of permanent dipoles on
the ability to control quantum systems. Beyond reducing the decoher-
ence in the quantum system, another critical challenge in quantum
computing is the ability to relax systems faster to be reset for computa-
tion. The inverse optimization of maximizing the decay rate can also
be achieved, allowing for a scheme for faster relaxation of such sys-
tems. For example, let us take the |[dp| = 50D case in Fig. 5 with
aligned dipoles. During computation, one could drive the system with
phase ¥,y = 0 so that decoherence from optical sources is minimized.
Once computation is complete, one could then increase the drive
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Fic. 4. Polaron frame decay rate for different permanent dipole and driving
strengths. (a) shows the total decay rate for different driving strengths. In all curves,
¥, =0and 9y € {0, 7} control the sign of V given in the legend. (b) shows the
four contributions (colored curves) to the total rate (dashed black), given in Eq. (30),
for the V = 10~ eV parameter set. The dashed black curves in both panels (a)
and (b) are the same. The markers in panel (b) refer to |da | values used in Fig. 5.
The left-hand side of each panel has anti-parallel d,, and da, while the right-hand
side has parallel dipole moments, which is indicated by the arrows at the top of the
figure. e = 0.1 ~ eV and other parameters are discussed in Sec. II.

phase to ¥,y = 7 so that the decay rate is maximized. Moreover, this
same control could be used to operate an energy storage device: by
changing the phase of the drive, one can change the operation of the
device from storage to discharge.

V. COMPARISON TO EXACT DYNAMICS

In this section, we compare the predictions for the system density
operator found using the PEME to those with the DFME and a
numerically exact approach, TEMPO. (See Refs. 46-54 for discussions
on the TEMPO algorithm.) In Fig. 6, we plot the population of the
ground state and the coherence between the excited and ground state
against time calculated using the three methods. For this comparison,
we do not use the dipole moments and emitter energies discussed in
Sec. 111, and instead choose these to emphasize the accuracy of the
PEFME in a strong coupling regime.

Since the DFME does not capture many of the unique processes
attributed to the permanent dipoles, we expect it to break down when
these are strong. Motivated by the Hamiltonian in Eq. (10), an approx-
imate boundary of this regime is

SR -e) =0 [ )=, (50)
k 0

For the parameters used in Figs. 6(a) and 6(b) (see the caption), the
inequality in Eq. (50) reads 0.69 > 0.36 and 1.4 > 1.0, respectively.
Thus, both parameter sets constitute strong permanent dipole interac-
tions. Despite this, the PEME predicts qualitatively correct dynamics
and agrees well with TEMPO, and, as expected, the DEME does not.

ARTICLE pubs.aip.org/aip/aqs
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Fie. 5. Phase control of the polaron frame decay rate. The relative phase ¥,y is
varied with |d,| =0.1D and |V| = 10~*eV fixed. Each curve has a different
value of |da| indicated in the legend, which correspond to the markers in Fig. 4(b).
Other parameters are discussed in Sec. |I.

This emphasizes that each new process in Fig. 4 is required to correctly
describe strong permanent dipoles.

A phenomenon not captured by the PFME or any Markovian mas-
ter equation is the so-called “slip”®” at short times, which is most evident
in the coherence evolution in panel (d). However, as shown by the cyan
dotted curve, if this is artificially accounted for in the PFME by starting
in a coherent initial state, the PEME again agrees well over the long time
duration, indicating it captures the main decoherence mechanisms.

VI. EMISSION SPECTRUM

Due to the many new physical processes generated by the pres-
ence of permanent dipoles discussed in Sec. IV, we expect alterations
to the emission spectrum. In the absence of permanent dipoles, the
spectrum consists of a Mollow triplet with peaks at frequencies
—n,0, 1. When V=0, the triplet becomes a single peak at frequency ¢
with a width determined by the decoherence rate in the standard opti-
cal master equation: 7/ (e)[1 + 2N(€)]. In the presence of strong per-
manent dipoles, we expect that there will be a photon sideband
extending to negative frequencies. Moreover, the positions of the
Mollow triplet peaks will shift from *# to *# given in Eq. (28), and
the widths of the peaks will be determined by 7, in Eq. (26b).

As we prove in Appendix G, the emission spectrum is given by

I(w) - O(pmp(l', R, CL))I()((L))7 (51)

where  opop(r, R, ) = |d,, - G(r,R,®)|> and G(r,R,») is the
Green’s function of the medium.”" " o,y (r, R, ) accounts for prop-
agation and filtering of the light from the dipole to the detector at posi-
tions r and R, respectively.”* The polarization spectrum is

Iy(w) = lim §RU3€ de(oy (t+1)o_())e ™" |. (52)

t—00 0

In the following, we focus on evaluating the polarization spectrum,
which captures entirely the effects associated with the permanent
dipoles. The specifics of the experimental setup, for example, whether
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Fic. 6. Comparison of the PFME predictions to exact numerical approach and the DFME. (a) and (c) are a comparison of pg () calculated using the PFME (green), TEMPO
(dot-dashed black), and the DFME (dashed orange). (b) and (d) are a similar comparison but for |p,(t)| and note the discontinuity in the time axis. In (d), the cyan dotted
curve is the polaron prediction for the coherence when artificially accounting for the initial non-Markovian slip. In (a) and (b), ¢ = 0.363eV, V = —0.006 37 eV, and
|da| =292D, and in (c) and (d), e = 1eV, V =0eV, and |da| = 584D. In all plots, 9,y = 0,4, =0 and |d,| = 5.84D, and other parameters are discussed in Sec. III.
To make the comparison to TEMPO easier, we have assumed that the field aligns with the dipole moments such that all dipoles are parallel and we have ignored the factor of
8m/3 in the Q, in Egs. (22). We have taken this into account when evaluating the inequality in Eq. (50) in the text for these parameter sets. We use the non-secular PFME
and DFME in our results, although the non-secular terms merely introduce oscillations to the population dynamics that cannot be resolved on the scales shown.

the dipole is coupled to a cavity or a waveguide, are described by the
Otprop (¥, R, @) term, which can be calculated separately.

The expectation value in Eq. (52) is taken with respect to the lab
frame density operator p,. Using p; = B(—D/v)U" ppUB(D/v), where
U is the polaron transformation in Eq. (11), B(=D/v) are displace-
ment operators, and pj, is the polaron frame density operator, we have

(o4(t+1)o_(t)) = Kze‘MT)Tr[ta(t + 7)o (t)p,(0)]

= k2" (a, (1 + 1) (1)) (53)

p7
where ¢(7) is defined in Eq. (23). Substituting Eq. (53) into Eq. (52)
yields

Ipo(w) = K lim;_ ERU dee? (g, (t + ‘z:)a,(t))pef"‘”T . (54)
0
The two-time correlation function in Eq. (54) can be calculated
using the quantum regression theorem (QRT)."”” The QRT utilizes
the cydlicity of the trace to rewrite the two-time expectation value as

lim (o (t + 1)0_(1))

t—00 P

=Tr[o"Ap(7)], (55)
where A, (1) = U (1)A,(0)Up(t) is a modified density operator with
the initial state

Ap(0) = 07 Uy(00)p,(0) Ug (c0), (56)

and, because Uy(t) is the time evolution operator defined by the
polaron frame Hamiltonian [see Eq. (12)], the PFME we have derived
holds identically for the A,(7) operator but with the initial condition

given in Eq. (56). The QRT allows one to convert two-time correlation
functions into one-time expectation values of density operators with
modified initial conditions.

Due to the polaron transformation, Eq. (54) captures the pho-
tonic sideband. However, the QRT contains an implicit Born approxi-
mation® as well as any approximations used in the derivation of the
master equation. Moreover, the QRT produces spectral lines at the
Lambshifted eigenenergies of Hg because the ground-excited coher-
ence p,, oscillates at these frequencies [see Eq. (25b)]. This means that
the QRT is unable to capture spectral lines associated with multipho-
ton transitions. However, multiphoton transitions scale with the
square of the spectral density, and so for weak light-matter coupling,
we expect the associated spectral lines to be much smaller than the
photonic sideband.

Owing to the modified initial state in Eq. (56), the power of the
polarization spectrum contains information about the steady state of
the system -

P= [ dwl,o(w) = 1p,,(c0). (57)

J =00
Additionally, by noting that the polarization spectrum without the
photon sideband, denoted by I, . (®), is given by Eq. (54) with the
replacement exp [¢(7)] — 1, one can show that

(o]
[ dwl, (o)
e 58
7 (58)
Hence, x? can be interpreted as the fractional emission into the side-
band. Remarkably, an integrated spectrum measurement can be used
to determine x, which in turn provides an effective measurement of
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Qaa and, therefore, of the strength of the |da| dipole moment. In mea-
surements, I, (@) cannot be separated from I, o(w), but as we show
in the following, [*_dwl, (w) can be accurately approximated as
the integral of the measured spectrum over the Lorentzian parts of the
dominant peak(s).”’

In Fig. 7, we plot the polarization spectrum calculated in the
polaron frame [I, ()], the spectrum for the same parameters but
without the photonic sideband [I,, ()] which serves to highlight the
sideband, and the polarization spectrum in the absence of permanent
dipoles [I,npa(w)]. Notably, the photon sideband substantially
changes the emission spectrum. As seen in the inset, the widths of the
peaks are increased by the permanent dipoles; however, the effect of
the permanent dipoles on the Lamb shifts is small.

We now introduce a procedure of directly obtaining essential
information about the system from the experimentally measurable
spectrum, I,o(w), and compare the values obtained for the data
shown in Fig. 7 to analytic values in Table I. We show that it is possible
to evaluate p,,(c0) and x from I, o(w) using Egs. (57) and (58) and,
provided that the temperature of the experiment is known, these val-
ues can be used to obtain € and |V|. If the spectral density is also
known, it is also possible to obtain |da| from .

As shown in Eq. (57), the steady-state population of the excited
state can straightforwardly be obtained by integrating I, o () over all
frequencies. k can be approximately found using Eq. (58) with
|7, dol, « (w) ~ [;dwI,(w), where R are the frequency regions for
which the dominant peaks in the spectrum are approximately
Lorentzian before the photon sideband begins. In the example in Fig. 7,
this region is between the vertical dashed lines in the inset. One could
increase the accuracy of the x? estimation in Fig. 7 by integrating over
the other two peaks, but these contributions are small. If the spectral
density of the photon bath is known, the relation k = exp [—¢(0)/2]

0.20 |
»,0
wy e Iy«
— 015 ].0 Ip’npd
‘ Y S 2
C SR T —
~0.10
3 1077
= —0.1
=~ 0.05}
0.00 ks . . . | |
10 -8  —6 —4 9 - .

w/eV

Fie. 7. Polarization spectrum of the system. The total polarization spectrum /,(w)
is shown in solid blue, the polarization spectrum without the photon sideband
Ip,x (@) in dotted purple, and the polarization spectrum with |da| = 0 (and other
parameters unchanged) /,nod(w) is shown in dot-dashed green. For clarity,
Ipnpd (@) is only shown in the inset, which is a zoom-in of the peaks plotted on a
logarithmic scale. We use [da| = 100D, V = 0.01eV, and e = 0.1€V, and other
parameters discussed in Sec. |Il. The vertical dashed lines in the inset indicate the
boundaries of R in the approximation [*°_ dawl,, () & [xdw () used to esti-
mate x. We use the secularized master equation to produce the spectra, which
eliminates a known inconsistency near to the negative frequency peak and has no
other impact (see Appendix H).
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TasLE I. Values of parameters obtained from the measurable spectrum. Each column
shows analytic values, obtained directly from the equations in this paper, and
‘measured” values obtained from /, () in Fig. 7.

Param. Analytic Meas.
K2 0.632 0.621
Pee(00) 0.450 0.450
e/eV 0.100 0.100
|V]/ev 0.010 0.010
|da|/ D 100 101

can be inverted to obtain |da|. The remaining parameters of the sys-
tem, € and | V|, can be estimated by assuming that the system thermal-
izes with respect to Hg = 17, /2, yielding the steady state

po(00) =+ [1 f%tanh (@)} (59)

2 2

Using Eq. (59), the measured value of p,,(c0), and assuming negligible
Lamb shifts such that the frequency of the peak in the spectrum
il & 17, one can estimate €. Then, using 77 ~ n = (¢* + 4K2\V\2)1/2,
one can estimate | V/|.

VIl. IMPORTANCE OF INITIAL CONDITIONS

It is typical in theoretical quantum optics to consider the system
and environment initially in an uncorrelated state,

p(0) = ps(0) ® pg;, (60)

where the environment is assumed to be in a thermal Gibbs state
pg = exp (—BHg)/Zp with Hp = Y",1xaja. This assumption is
valid in weakly coupled systems where the system and the environ-
ment are only weakly correlated even after thermalization. However,
for strongly coupled systems, this assumption is invalidated, and the
total Gibbs state py = exp (—fH)/Z should be used as the initial state,
where H now refers to the total Hamiltonian. Due to the interaction
term, this will no longer be a separable state and so is difficult to model.

A benefit of the polaron transformation is that the separable ini-
tial state pg(0) ® pg in the polaron frame models an initial state in the
lab frame that is more similar to pg. For example, in our calculations
in Fig. 6, pg(0) = |g)(g| and so pg(0) ® py in the polaron frame
becomes p;(0) = |g){g| @ B([D + A]/v)ppB(—[D + A]/v) in the lab
frame, which is equal to pj in the limit of negligible transition dipoles
and projected onto the ground state. This is the state of the system
after decaying to the ground state from a thermalized state, and so is a
good initial state in which to model excitation.

Therefore, to compare the PEME to TEMPO (which operates in
the lab frame), we must use the Hamiltonian in Eq. (5) with the initial
state p;(0). However, most numerical techniques, including TEMPO,
assume that the initial state is p5(0) ® pp. This discrepancy can be
overcome by deriving an effective Hamiltonian to use in TEMPO
such that the environment appears to be in the correct state. For
ps(0) = |g)(g| in the polaron frame, we show in Appendix I that the
required Hamiltonian is H=H 0+ H;, where
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A .
Hy=30.+ Vo, + Vo + > walax, (612)
k

Hy = naa(Z 4 6%) + mpo s + muuo—, (61b)

and 7, is given in Eq. (6), € = €+ 2Gaa, V=V+ G.n» where
Gpg = >k (prA; + q;Ak)/vi. We note that because the displacement
direction of the polaron transformation is state dependent, the neces-
sary effective Hamiltonian depends on pg(0).

By comparing the Hamiltonians in Eqs. (61) and (5), we see stark
differences if both are assumed to have the initial state pg(0) ® pp.
This includes a renormalization of the transition energy ¢ — € and the
driving term V — V. We can understand these differences by noting
that the environment is far from equilibrium for a strongly coupled
system, and initially, no optical polarons exist in our system.
Dynamically created optical polarons effectively introduce a strong
restoring force in the system that scales with the strength of the perma-
nent dipoles. The ensuing dynamics are thus considerably different,
exacerbating the need for careful consideration of the initial conditions
of the physical models we deploy.

Identity type interactions, such as tppZ’ in Eq. (5), have a similar
effect. As we showed in Eq. (10), this type of interaction can be
removed through a displacement transformation and so, ultimately,
the role of an identity interaction is to change the initial environment
state from a thermal Gibbs state to a displaced one.

Vill. CONCLUSION

We have studied a driven quantum optical system with strong per-
manent dipole moments associated with molecular orbital asymmetry.
The optical polaron transformation, which captures the polarization of
photonic modes caused by the permanent dipoles, allows for the con-
struction of an optical master equation perturbative only in the transi-
tion dipole moment and driving strength and provides an intuitive
formalism to understand the effects associated with the presence of the
permanent dipoles on the system dynamics and emission spectrum.

We have shown three key results. (1) In Sec. IV, we showed
that transition and decoherence rates can be engineered for practical
application by exploiting permanent dipoles, for example, to elimi-
nate optical decoherence and transitions. By using the novel physical
processes explicit in the polaron rate equations we derive, one can
design systems to exploit these effects. The novel physical processes
arising from the permanent dipoles are as follows: a photon side-
band with a relative contribution to the emission spectrum scaling as
K2, two-photon processes scaling as Qf[A, and a term linear in the
driving amplitude scaling as |V|Qua cos(d,0). (2) In Sec. V, we
proved that the optical polaron description provides a much more
accurate master equation by comparing it to the DFME and
TEMPO. (3) In Sec. VI, we indicated distinguishable features of per-
manent dipoles in emission spectra and described possible measure-
ments to obtain p,(c0), k, 7 and by extension the bare energy
splitting ¢, the driving strength | V|, and the permanent dipole mag-
nitude |da|. The distinguishable features are the photonic sideband
and the altered widths and positions of peaks.

Furthermore, two of the processes we identified, namely, the
I'y(w) and T'y ; () processes, originate from the non-commutativity
of the bosonic operators on the transition and permanent dipole inter-
actions. These vanish if d,, and d, are perpendicular and are unique to
pure dephasing interactions that are induced by permanent dipoles, as

pubs.aip.org/aip/aqs

opposed to vibrational environments. The linear driving term,
I'y 1 (w), may be particularly useful for quantum technologies. As we
have shown, one could engineer devices in which the optical decoher-
ence and transition rates can be varied from essentially zero to faster
than those in the same system but without permanent dipoles, by sim-
ply changing the driving phase by 7. This has potential applications in
quantum computing and energy storage.

There are many interesting features of optical polarons that war-
rant future exploration. For example, how the transition rates are
affected by embedding the dipole in a structured,” or anisotropic,”
dielectric medium, common to many biological systems. As discussed
in the main text, such systems usually possess stronger permanent
dipoles but have more complicated spectral densities, requiring more
sophisticated theories—such as variational polaron theory”’—to model.
Moreover, many asymmetric systems couple strongly to vibrational
baths and the interplay between photonic and vibrational physics leads
to non-additive and non-equilibrium phenomena such as population
inversion.”””” How permanent dipoles affect these phenomena are still
an open question. Additionally, it has been shown in Refs. 28, 30, and
31 that the interplay between the pure dephasing and dissipative inter-
actions leads to non-zero coherences in the steady state. It would be of
great interest to explore the nature of the steady-state coherences in the
optical polaron formalism.
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APPENDIX A: DISPLACEMENT OPERATORS

Within the appendixes, we will regularly use many identities
involving displacement operators, which are proven in Ref. 75. This
appendix is dedicated to listing the necessary displacement operator
identities. For the purpose of this appendix, we use displacement
operators with a single-photon mode

B(x) = exp lea’ — o*al, (A1)

and note that B(«)" = B(—a) and B(—a)B(x) = Z. The first iden-
tity is the action of a displacement operator on harmonic operators

B(xa)a'B(*a) = a'Fa, (A2a)
B(*o)aB(*a) = a+o. (A2b)

The second is that the product of two displacement operators is

B(o)B(22) = B(oy + o) (% 7%%2). (A3)

The third is the action of a displacement operator on the vacuum
state to generate a coherent state

B(2)[0) = [o). (A4)

Fourth, that the expectation value of an operator with respect to the
thermal state p; = exp [—fra’a]/Zg can be written as an integral
over coherent states as

1 o0 o
T0l0ps] = oy | @20, (a9

—00

where [* d*o= [ dS[o] [ dR[o] and N(v) = (e —1)7" is
the Bose-Einstein distribution. The final identity is the expectation
value of a displacement operator with respect to the vacuum state

(0|B(2)|0) = eH". (A6)

APPENDIX B: CALCULATION OF (C)

Recall from Eq. (13) that C = B()m,;B(8)e™™ + |V|B(20),
where 0 = Ay/vx. Using the properties of displacement operators
listed in Appendix A, this can be written as

€ = 020) (Sl 0) o+ 0] V1) 0
k

To calculate (C) = Trg[Cpg], we require (B(25)), (B(28)a}), and
(B(20)ax). We will perform these calculations explicitly, because the
polaron frame environment correlation functions require analogous,
but more algebraically involved, mathematics. We do the calculations
with a single photonic mode, where B() = exp [xa’ — aa, and rein-
state the multimode summations at the end. To calculate the expecta-
tion values, we aim to use Eq. (A5).

pubs.aip.org/aip/aqs

Starting with (B(20)), we first evaluate the integrand of Eq.
(A5) as

(| B(26)]ot) = (0| B(—0)B(26)B(a1)[0)
= (0[B(20)[0)e™™ "
_ efz|5\zezaxuza*a7 (B2)

where in the first equality, we have used Eq. (A4) twice, in the sec-
ond equality Eq. (A3) twice, and in the final equality Eq. (A6).
Substituting Eq. (B2) into Eq. (A4) then yields

(B(20)) = e 2P cohlBr/2) — i, (B3)

Evaluating (B(20)a’) follows a similar procedure; however,
one must now use Egs. (A2) to move the creation operator such
that it annihilates with the vacuum bra-state (0|. That is,

(|B(28)a’|ety = (0|B(—)B(26)a’|ax)
= (0|B(—a)la" — 25°1B(20) o)
= o — 25"](e|B(26)]ex)
= [0 — 25*16—2\6\262%*—26*@. (B4)
Substituting Eq. (B4) into Eq. (A5) and performing the integrations
yields

(B(28)a"y = —2K6*[1 + N(v)]. (B5)

The final expectation value, (B(20)a), is easier to calculate because
a annihilates with |0). One finds that

(o B(268)ale) = e 201 20 20", (B6)
and so,
(B(20)a) = 2K6N(v). (B7)

Collecting the expectation values in Egs. (B3), (B5), and (B7)
and substituting these into (C) with C given in Eq. (B1) yield

(C) = K|:C0th (%) ("6 — ud*)e™ 4 |v||. (B8)

Since dp € R, we find that i*d — puo™ = 0, and so, (C) = k|V] as
stated in the main text.

APPENDIX C: THE HUANG-RHYS PARAMETER

In the main text, we write the dipole vectors in terms of a refer-
ence value, as d, = dird,, which ensures that the spectral density in
Eq. (24) has dimensions of energy. Consequently, the value of S is a
function of d..f, and in this appendix, we derive this relationship.

The proof starts from the free space continuum limit

V o0
Xk: - WZ JO dyLdek, (C1)

which can be found, for example, in Eq. (2.30) of Ref. 2. Consequently,
the continuum limit of the left-hand side of Eq. (20) is
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dZ 00 tuly
;szF(l/k)(dp “e) (dg - ex) — hpqz(zr;f) J dviPe YIE(v)

= hpgAs. (C2)

We have used that fi = \/vk/(2V) exp [-v/(2v,)] where the expo-
nential factor accounts for the phenomenological high-frequency
cutoff, and defined the spectral area

Ay = . dvJ(v) = 682 (C3)
JO

The other parameters are defined in the main text. By comparing
the right-hand sides of Eqgs. (20) and (C2), one finds that the
Huang-Rhys parameter in the free space spectral density must be
related to the reference dipole magnitude by

( Ve dref )2

5= 2(2m)* (0

In the main text, we multiply the Huang-Rhys parameter by the
dimensionless Purcell enhancement factor s, which is justified for
weak field interactions.

APPENDIX D: NON-SECULAR MASTER EQUATIONS

The non-secular master equations in both the polaron and dis-
placed frames have the same forms, only differing by which opera-
tors enter the two-time correlation functions, and therefore, the
rates and energies in the master equation below will be different.
We find that

O (t) = = pis(t) + 9o (t) + 7P (t) + 77 p4_(1),
(D1a)
Opy (1) = —[pa+inlp,(t) +kip_ () + k_p__(¢)
+ K pyi(t), (D1b)

and 9ip__(t) = —dyp. (t) and dyp_, (t) = dpp_. (). As defined
in the main text, the secular terms are

v 2R+ (£1)], (D2)
Ya = % [VT + Vﬂ + 4§R[sz(o)]7 (D3)
=n+SMIT () —Ti(-n) (D4)

These are written in terms of the Markovian ECFs as

Fup(o) = |~ s (gl ()gs(0), 03)
0
for o € {z,+,—}, and it is the expressions for g, that vary between

the PMFE and DFME, and these are given in the main text in Egs.
(19) and Appendix F, respectively. The non-secular rates are

7 =T_(0) + T-(0)", (Dé6a)

k=T (=) +T (), (D6b)

pubs.aip.org/aip/aqs

ki = iF:Z(O)iF;Z(O)*iZFZ:(in). (D6C)

We evaluate I',5(w) for the polaron frame in Appendix E and for
the displaced frame in Appendix F.

Notice that if the coherences are initially zero
(p4_(0) =p_,(0) =0), then if k- =k, =0 as well, the coher-
ences will be zero at all times ¢. This occurs in the polaron frame if
V — 0 since g, o sin (@) — 0, ie., the eigenstates fully localize,
but this does not happen in the displaced frame in the same limit
because g¢ does not become zero.

APPENDIX E: CALCULATION OF THE POLARON FRAME
TWO-TIME CORRELATION FUNCTIONS

The environment correlation functions, which determine the
second-order Born-Markov rates, depend on the two-time correla-
tion functions (g (s)gp(0)) for o, B € {z,+,—} where recalling
from Eq. (19),

&= %sin (p)lc+cC'l, (Ela)

g = {cos2 @)c — sin < )CT} (E1b)

and g_ = g! where C = C — x|V| and

C=B.: <Z [ (af + 8;) + Bi(ax + )] e ™ + |V|), (E2)
k

and B+ = B(*206) with 0y = Ay /vk. The interaction picture forms
of the relevant operators are

ar(s) = age ™, (E3)

B (s) = B(+25e™). (E4)

1. Preliminary calculations

All (g!(s)gs(0)) depend on four two-time correlation func-
tions: (C'(s)C(0)), (C(s)CT(0)), (C(s)C(0)), and (C'(s)C"(0)). Each
of these in turn depends on either seven or nine unique two-time
correlation functions involving ay, “Z’ and B-. In this appendix, we
list the results of all necessary two-time correlation functions, which
are each derived using the same mathematics as in the explicit
examples in Appendix B.

a. (C'(s)c(0))

To calculate this two-time correlation function, we require

(B-(s)B+(0)) = (E5a)
(a{B_(s)B;(0)) = —kaZicze“’ (E5b)
(axB_(s)B1(0)) = Nyxyr?e?, (E5¢)
(B_(s)B.(0)a}) = —Nixpn*e?, (E5d)
(B_(s)B+ (0)ax) = Nixir’e?, (E5e)
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(ajB_(s)B4 (O)a;> = Nkﬂlqac;:x;Kze‘/’7 (E5f)
(akB, (s)B+(0)aq> = NiNgxixgi’e?, (E5g)
(a;B, ( NiNgxipxq + Nkékq)K2e¢, (E5h)
(axB_(s ( NiNgxex;, + Nkékq) 2e?. (ES5Q)

where, for brevity, N = N(v) is the Bose-Einstein distribution,
Nk =N(vk) =1+ N(wk), ¢ = ¢(s) given in Eq. (23), &7
= exp [—¢(0)], and finally,

X = x(s) = 20,(1 — &), (E6)

Substituting Eqs. (E5) into the two-time correlation function, we
find the form
(' (s)C(0)) = € (s) + € (s) + €4 (s) + € (5),  (E7)

where the subscripts denote the same processes as in Eq. (29), and

(E( = K2e?V Z il
Z Z'uk*’u(q)AOAO /nm(k q) invgs 1m1/q$

nme{-1,1} kq

Nke”"‘s +N ef”"‘s) (E8a)

(igr")(s) — 41290

(E8b)

6 (s) =2|V[x?e?® Y ZA( o °+efﬁvug*)gn(k)ef"“ks,
ne{-1,1} k

(E8c)

€l (s) = iV — 1), (E8d)

where we have written ,uk zukfk, Iy = zuk “fii, and Ax = lAkfk
with 1) =d, -e; and A} =d - e;. The values of y,,(k,q) and
¢, (k) are written in matr1x notation for brevity, using the format

Ioi—1(k @) xoia(kiq)
" k — 3 E
7k, q) (Xl,—l(kvq) Xl,l(kv q) )7 (E9)
E(k) = {& 1 (k), & (K)} (E10)
with the elements
) 7f_k2ﬁ NNy —NiNg
z(k,q)—ykyq NNy NeNg )’ (Ella)
_Rorg
&(k) =2 { Ny, —Ni . (E11b)
Vk

We now take the continuum limit of the photon wavenumber [see
Eq. (20)] to obtain

6 (s) = K26</>(S)QWJ dvJ(v)(N(v)e™ + N(v)e ™), (E12a)
0

pubs.aip.org/aip/aqs

G%) (s) = 4|V|i?e? I Qyn cos (0,a)cos (Vv
<[ @I E@e N, @
JOo
6V (5) = 2V — 1), (E12d)

where in the continuum limit, y,,, (v, /) are given in Eq. (42). The
Fourier transform of Eq. (E12a) leads to I';(w) in the main text, of
Eq. (E12b) to I'z(w), of Eq. (E12¢) to I'y 1 (w), and of Eq. (E12d) to
I'y o(w). Lastly, we note that upon expansion of the summation in
Eq. (E12b), one obtains

2

€ (s) = | 262 Qp cos (0,n ) [ dvf (1) (N (v)e ™ —N(v)e™)
JO
(E13)

b. (C(s)C!(0))

To calculate this two-time correlation function, we require

(B4 (s)B_(0)) = %e?, (E14a)
(B4 (s)ajB_(0)) = (—258; — Nyyj)r*e?, (E14b)
(B (s)axB_(0)) = (—20; 4+ Niyi)’e?, (El4¢)

(B (s)alalB- (0) = (~20; — Nuy}) (~20; — Noyj ) e,
(E14d)

(B (s)axagB_(0)) = (—20x + Niyx) (—294 + Noyy) K*e?, (Elde)

(B (s )akan (0)) = [Nk‘skq + (_25;; _NkyZ) (_2‘3q +quq)] Ke

(E14f)
(B (s)aralB_(0)) = [Nkakq + (= 20k + Niye) (45; - qum 12e?,
(E14g)

where
Ve = yi(s) = 20, (e — 1), (E15)

Substituting Eqs. (E14) into the two-time correlation function, one
finds the general form
(C()C'(0)) = €17 (5) + €V () + €51 () + €T (5),  (E16)

where, €7 (s) =€{"(s), €7 (5) =€ (s), €71 (s) = €7 (s),
and (5&}"2) (s)= (ig,’(')) (s).

c. (ci(s)c(0))

To calculate this two-time correlation function, we require

(B_(s)B_(0)) = i ?, (E17a)
G(ZT") (s) = 4K26¢(S)Q;A cos?(0,n) (a]B_(s)B_(0)) = —Nizik?e (E17b)
X Z JOC dv JOO dV/)( (v V/)eim/seimv’s (E12b) (axB_(s)B_(0)) = NkaKZG_(b, (E17¢)
Lnm\ ¥ 5 - .
nme{—1,1} 70 0 (B_(s) a,’;B (0)) = ( —Nkzj, — 2(5;)K2e_¢’, (E17d)
AVS Quantum Sci. 5, 031402 (2023); doi: 10.1116/5.0157714 5, 031402-14
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(B_(s)axB_(0)) = (Nizx — 20;) K% ?, (E17e)

{a}:B,(s)agB,(O» = —Niz{ (—qu; - 25;)1626_¢, (E17f)

(axB_(s)agB_(0)) = Nicz (Nqzq — 26,) 1%, (E17g)
(a]B_(s)agB_(0)) = [Nidky — Nizk(Ngzg — 28,)]x%e™?, (E17h)
(axB_(s)alB_(0)) = [Nkékq + Nz (Ngzg — 26 )} e, (E17i)

where
2z = zi(s) = =204 (" 4 1). (E18)

Substituting Eqs. (E17) into the two-time correlation function and
taking the continuum limit, one finds the general form

(€(s)c"(0)) = € (s) + €5 (s) + €47 (s), (E19)

which does not have a driving-induced one-photon process. The
components of the correlation functions are the same as for
(C'(5)C(0)) except for overall phase and the replacement ¢(s)

—a(s). Explicitly,
0:(17“.7‘) (s) = Kze—d)(s)QWeZiﬁuv [ dvi(v) (N(u)e”’s + N(V)e_iw),
Jo

(E20a)
(5(2”) (s) = éllcze’d’(s)QflA cos? (0,a)e*

X Z [ dv ‘ dv'y,,, (v, V/)e™e™s  (E20Db)
nme{-1,1} J0
EH(s) = 12V —1). (E20¢)

The Fourier transform of Eq. (E20a) will depend on the function,

1o
K_(g) :—JO dse’e=9(5)=9(0) (E21)

T
which is equivalent to Eq. (33) except that ¢(s) — —¢(s). The
finite-mode truncation method solution to Eq. (E21) is the same as
for Eq. (33) but with the replacement W, = S"exp (—S)/n!

— (—=1)"S"exp (—S)/n!.

d. (C(s)c(0))

To calculate this two-time correlation function, we require

pubs.aip.org/aip/aqs

TasLE Il. The coefficients used in g, in Eq. (E23) to obtain the polaron frame coupling
operators g.,9:, and g, Recall that cos?(p/2) = (1+¢/n)/2 and

S (p/2) = (1~ ¢/n),/2.

o - + z

ay —sin2( 2 cos? (2 sin? (2) cos (£
2 2 2 2
b, cos? (2 —sin?(2 sin(2) cos? (£
2 2 2 2

(B.(s)aB, (0)a}) = [Nkakq + (—zkNi + zak)qu;] ke,
(E22i)

where z; = z(s) is given in Eq. (E18). Substituting Eqs. (E22) into
the two-time correlation function and taking the continuum limit,
one finds that (C(s)C(0)) is equal to (C'(s)C'(0)) with the replace-
ment ¥,y — —,y.

2. Two-time correlation functions (gl (s)g;(0))

With the expressions for (C(s)C(0)), (C(s)CT(0)), (C"(s)CT(0)),
and (C(s)C(0)), we can now write down the two-time correlation
functions (g (s)gg(0)) for o, € {z,+,—}. We will write these
expressions in the continuum limit using the generic operators

8 = a,C +b,C", (E23)

and the equivalent for « — f. One can recover the desired two-time
correlation functions of g_, g, and g, by using the coefficients writ-
ten in Table II. The Fourier transforms of the two-time correlation
functions are

Fup(o) = | (gl (510)
= a,,a/;l"”“)(w) + bab,;l"( ™) () + aab/gl"“’” (w)
+ byap T (), (E24)
where, for example,

F(T"')(w) _ J’C dsei(us<cf(s)c(0)>. (E25)

In the main text, we demonstrate how to evaluate I'"")(w) [there
denoted I'(w)] and the remaining Fourier transforms follow simi-

(B, (s)B,(0)) = k*e (E22a) larly, but with the addition of the various minus signs we have
Y: 8
(B, (s)alB. (0)) = (z;Ny +257) 12e 9, (E22b) already mentioned.
N 2 _(b
(B (5)aB(0)) = (=2Nic+ 20, (E22)  AppENDIX F: CORRELATION FUNCTIONS
(B (s)B (0)a}) = Nyzix’e ™, (E22d)  IN THE DISPLACED FRAME MASTER EQUATION
(B ()B4 (0)ax) = —Nizire ™, (E22e) If one does not make the polaron transformation of the
+ * * «\ 2 —¢ Hamiltonian in Eq. (10) and instead moves straight to the eigenba-
B+ (s)B+(0)a > Nicz <N 7t 254) e (E220) sis, one finds the displaced frame Hamiltonian
(B (s)axB(0)aq) = Nkzk(N zg—20 )vcze"f’7 (E22g)
d_d
. + vl ag + T (F1)
(B (s)ajB(0)a,) = [Nkbkq (z¢Ny +267) qzq] k*e~?, (E22h) Z k HE{; o
AVS Quantum Sci. 5, 031402 (2023); doi: 10.1116/5.0157714 5, 031402-15
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2
+ 4|V|” [there is no k renormalization of V] and

()l

{ 2
ol
+ cos > s1n< ) nwe —idv + 7y e“)V] (F2a)

d p? (/’d i)
gl = —2cos £ sin Tiaa + cos’ 5 e Y

— sin? ( )nm,e (F2b)

and gf = gf, where

where #7¢

~

oo = > (Praj + giax)- (F3)
k

The Pauli matrices in the eigenbasis are 14 = |+9)(¥9| and ¢
= )] = 14— where

<e>>_ w(5) (%) (+d>) -
N (e) ()

with cos (¢?) = ¢/n¢ and sin (¢?) = 2|V|/n°.

Since Eq. (F1) has the same structure as Eq. (12), the master
equation in the displaced frame has the same algebraic form as in
the polaron frame, ie., given within the secular approximation
by Egs. (C1) and in full in Appendix C, but the environment
correlation functions (ECFs) are different. The displaced frame
ECFs depend on linear combinations of Fourier transforms of the
form

00 ) 1
rgq rs( ) - JO dselws<n;q(s)nf5(0)> = E'}’dq rs( ) + lsgq rs( )
(F5)

Substituting Eq. (F3) into the ECF and using that (alay)
= 0 N(vi), (axa),) = SN (), where N(v) =1+ N(v) and
that other combinations equal zero, leads to

ngjs((,l)) =2n [COS (OP’)ei(ﬁri%)g]”](w)ﬂr(w)

+ cos (0,15)e“"gfﬁ:)Qqsf(—w)N(—w)} , (F6a)
> (9 — N(v
Sl‘fq (o) = PL dvJ(v) {cos (OP,)e’w' nQ,, " (_ )u
(9 — N(v)
i(9g—1s)
+ cos (0gs) €177 Qy P 1/} . (F6b)

To exemplify how these functions relate to the rates in Egs.
(C1), we will derive y¢ _(#4) explicitly. This function is given by

W) = z&ej dse"s (g7 (5)g" (0)). (F7)

pubs.aip.org/aip/aqs

Substituting in g¢¢ and using Egs. (F6), we find that [ignoring argu-
ments (n?) on the right-hand side and temporarily denoting
cos (¢/2) = cand sin (¢?/2) = s],

d Ay _ 4.22.4d —ity 3 ity d
7 (") = 4P yiaan + 2057 VA — 2075 VAN
3 i,y d 2.2 2i0,y
+2es7e V AA+S Vupup = ST yuwu

2.2 2,y . d

'
—263sen yW,AA c“s‘e A c w,WW (F8)

Using the symmetry that Q,, = Qp, and that dp € &, we can read
off from Eq. (F6a) that

Taaaa(n?) = Qaare(n?), (F9)
/‘uu ,uu(rld) Q}lﬂyo( d)7 (FIO)
"/Z#AA(V’d) = VAA,;L;A(’/Id) = cos (ellA)QHAVO(nd)v (Fll)

where 7,(w) = 27[J(w)N(w) + J(—w)N(
find that

—m)]. Using these, we

() = K _ype(n?), (F12)

where the rate coefficient is
K= [+ 5'Qu + 475 Qpp — 5 [Qwe_w“" + Qe

— 2scl? — & [Q,,Aef“f)/“’ + Q,,Ae""“"} cos (0,a). (F13)

This is rather complicated but only because of the transition dipole
and driving phases. If we assume that 9, = 9y such that J,, =0,
then k° = (8n/3)(d_ - d_) where we have defined a new dipole
vector

d =[*- sz}du + 2csda. (F14)

A final limit worth checking is when the eigenstates fully
localize, |+%) — |e) and |—%) — |g), i.e, ¢ — 1 and s — 0. In this
case, k° —Q, and so the decay rate is p? (n%)
=9¢_(€) = Quu)o(€), which is the decay rate in the standard opti-
cal master equation.

APPENDIX G: DERIVATION OF THE EMISSION
SPECTRUM

In this appendix, we derive Eq. (51), which gives the emission
spectrum for the single emitter system. Our derivation closely fol-
lows those provided for single emitter systems without permanent
dipoles in Refs. 2, 64-66, and 68. Due to the permanent dipoles,
there are additional light-matter interaction terms in the
Hamiltonian in Eq. (5), and so, the derivation is slightly more cum-
bersome. However, as we show here, these additional terms do not
affect the expression for the emission spectrum of the emitter
within the standard approximations.

The emission spectrum is given exactly by

I(w) = lim R JOC dte ™ (E_(R,t + 1) - E; (R, 1)), (G1)
0

t—o00

where R is the position of the detector and the positive frequency
component of the electric field is
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E.(Rt)=i) efiae ¥, (G2)
k

and E_(R,t) = E_(R,t)". Our aim is to express the expectation
value (aZaq> in terms of dipole operators o, which is achieved
through the Heisenberg equation of motion

%ak(t) = —i[H, a(t)], (G3)
where H is the lab frame Hamiltonian in Eq. (1). By obtaining
<aZaq> in terms of o+, we will have arrived at the form of the
emission spectrum in Eq. (51).

Using [ay, a;] = Jgg» one can show that

a . *
Eak(t) = —iviar(t) — Aoz (t) — o (t) — io—(t),  (G4)
where a,(t) = U(t)'6,U(t) and U(t) = exp (—iHt), which can be
solved to yield

t
ap(t) = a(0)e™™ — J dre™ (=) [Ako(7)
0

T 4 () — s (2)]. (G5)

The first term in Eq. (G5) is the free field term, which does not con-
tribute to the spectrum of the emitter and is henceforth ignored.
After substituting the second term of Eq. (G5) into Eq. (G2) and
taking the continuum limit, we obtain

t

E. (R )= f dv+/J(v) J dre™ 1 [0,0,(1)

0
+ 0,04 (1) + Opo_(7)], (G6)

where

s

Op = Jko dQy Z ey (dp . ek)eik»(r—R)7 (G7)

where we briefly use the notation d, = dx for convenience.

To progress analytically, we need to know how the emitter
operators a,(t) evolve in time. However, this is very complicated.
Instead, we make the so-called harmonic decomposition (see Chap.
2.2 of Ref. 2) in which we assume that the timescale over which the
emitter evolves unitarily is much faster than the timescale over
which spontaneous emission occurs. Within this approximation, we
write that

o) ma (e, o (1) ma (e,
and
0,(1) = a,(t). (G8)

Making the harmonic decomposition in Eq. (G6) yields

E.(R.f) = Jj a1 [0s0: ()jn (1. 1)
+ 0,04 (1)j4 (v, 1) + Opa_(1)j-(v,1)], (G9)

where

pubs.aip.org/aip/aqs

t (e t) (o) 1— e—it(V+ozs)

Ju(v,t) = L dre L (G10)
The function j, (v, t) is dominated by the contribution near to
v=—ae and so we approximate it as a delta function,
ju(v,t) = 215(v + a€).” After performing this approximation, one
finds that the delta function corresponding to j (v, ) lies out with
the integration domain v € [0, 0o], and so, the term going as o (t)
in Eq. (G9) vanishes. Moreover, the term proportional to jo(v,t)
provides a delta function at zero frequency, leading to the term
going as o,(t) in Eq. (G9) to be proportional to /J(0), which is
equal to zero for any well-defined spectral density. Therefore,
within the standard approximations outlined in this derivation, the
presence of permanent dipoles does not change the expression of
the emission spectrum from Eq. (51). Thus, the only surviving term

in Eq. (G9) is proportional to o_(t), and so, we obtain

E. (R,f) ~ 21y/](¢€)Ox (r,R)o (1), (G11)

where we have made the dependence of Oy on r and R explicit.
After substituting Eq. (G11) and its Hermitian conjugate into Eq.
(G1), one obtains Eq. (52), and an explicit expression for the
Green’s function arop (1, R, @).

APPENDIX H: NON-SECULAR MASTER EQUATION
PRODUCES A NONPHYSICAL POLARIZATION
SPECTRUM

In this appendix, we show that if a non-secular master equa-
tion is used, then the standard optical master equation can produce
a nonphysical (negative) polarization spectrum. We will show that,
for an isolated transition dipole without external drive, the negative
frequency peak occurs with a negative magnitude for the non-
secular master equation, proportional to the square of the Lamb
shift.

The Hamiltonian for the standard optical master equation is

€ *

H=o0.+ zk: viajag + o Xk:(gka,t + geak), (H1)
where g = ifi(d, - ex) and other symbols are defined in the main
text. The non-secular master equation (the standard optical master
equation) is

Pee(t) = =7 Pec(t) + 71 Pg(1), (H2)
Pge(t) = (i00 = 74)Pge + 7, Peg (1) (H3)
T

and pgg(t) = 7pee(t) and peg(t) = pge(t) .
decoherence rates are

The transition and

7= 21Q,,J (€)N(e), (H4)
V= 2719#11[](6)(1 + N(e)), (H5)
a =50+ 7)) (He)

and the Lamb shifted transition energy is

wo=e+S, —S_, (H7)
where S+ = S(=*¢) and
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o[ Nv) 1+ N(z/))
S(w) = PL dvJ(v) (T "y + w0 /) (H8)
Finally, the non-secular rate is

V= PaTi(Sy —S-). (H9)

To recover the secular theory, one just sets 7, = 0. Note that for
this system, y, = 0 is also obtained if one makes the rotating wave
approximation in the interaction Hamiltonian.

Using the quantum regression theorem, we find that the polariza-
tion spectrum is the real part of the Fourier transform of p,(t) with
the initial conditions p,(0) =0 and p,(0) = p,(oc) = N(e)/
(1 + 2N(€)). The solution to the non-secular master equation is

pee(t) = € p,,(00) (cosh(t\/?f) + %ﬁtﬁ)) (H10)
z2

where & =y /| — . Notice that, as expected, if 7, =0 we
recover the secular result that p,,(f) oc exp [(iwy — 7,4)t]. The polar-
ization spectrum is then

Ya + i(w + )

22|

Ipsows () = mj dte @ p (1) = po(o0) R
0

(4 +iw)* — ¢
(H11)
which has the secular limit
. Yd
lim I, 0) _— H12
7,0 P#SOME( ) pee( ) /d i (CL) — w%) ( )

that is always positive valued. Conversely, the value of the non-
secular spectrum at the negative frequency peak, w = —aw, is

”/sz pee(co) 2 3
I — = —p (00 ~ = L+ O(L
pSOME( CUO) pee( )L4 I 4},20\)3 4yd€2 + ( )7

(H13)

where L = S, — S_ is the Lamb shift. Equation (H13) shows that the
non-secular spectrum is nonphysical at the negative peak if the Lamb
shift is finite, while the secular spectrum in Eq. (H12) is always physi-
cal. This effect is small for weak light-matter coupling (L/¢ < 1) and
low temperatures (fe < 1) but is nevertheless present. However,
within this regime, the secular and non-secular spectra are otherwise
very similar and only start to deviate very close to w = —ay.
Therefore, in the main text where our results are well within this
regime, we use the secular master equation to produce the spectra. By
doing this, we avoid a narrow and negative peak at w = —w, when
the driving is small, but otherwise leave the spectra unchanged.

APPENDIX I: EFFECTIVE HAMILTONIAN

In many numerical schemes to solve the open quantum
dynamics of systems coupled to thermal environments, it is
assumed that the environment is in a free Gibbs state at the temper-
ature T = 1/f. In the polaron framework, the lab frame environ-
ment is not in such a convenient form. As such, we derive here an
effective Hamiltonian that encapsulates the polaron thermalized
state but has the effective environment in a free Gibbs state.

pubs.aip.org/aip/aqs

We start with the lab frame Hamiltonian,

€ *
H :EO—Z + Vo, + Vo + Egp +zk:uka;£ak

+ TCDDI + TAAO; + Tyun 0+ + Tau0—, (Il)
where
Tpg = Z(pkaz + q,tak), (I2)
k
pr=i(d, - ex), (13)

with p,q € {i, t, D, A}. In our calculations, the polaron frame ini-
tial state is

Py = 18)(8l © pe, (14)

where p; = exp [~ B, vxalai]/Z¢ is a thermal state. Performing

the inversion of the unitary transformations to go from the polaron

frame to the displaced frame, the initial state is 0 = =Utp? U where

the polaron transformation is U = B(J)|e)(e| + B(— )\g) (g and
= Ax/vi and B(a) = exp [Y_(oxa] — ajax)]. Therefore,

= [g) (gl @ n(9), (15)

where we have defined a displaced thermal state as #(x)
= B(a)ppB(—). We can then obtain the lab frame initial state via
p = B(—d)p%B(d), where di = Dy /vx, leading to

ol =1g) (gl ®n(0 —d). (16)
The expression for 1(o) can be rewritten by making use of the
identity

exp (exe™s) = eSefe s, 17)

which holds if e’e =S = Z. Using this identity yields

_exp{ ﬁZuk fock (ak — o) |- (18)

We now rewrite the lab frame Hamiltonian using new ladder
operators by, which we will relate to the a, to ensure we model our
desired initial state, 17(0 — d). The initial environment state in the
effective lab frame will be p; = exp [~ v4b]bi]/ Zk, and so by
comparison with Eq. (18), we know that

by = ar — ((Sk — dk). (19)

Substituting this into our actual lab frame Hamiltonian in Eq. (I1)
and ignoring any terms that are identity operators in both Hilbert
spaces, we arrive at the effective Hamiltonian

H=H,+H, (110)
where

€
Hy, = (i + GAA) o0+ Vo, +Vo_ + Guoy + Gpuo-
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and
T = (o] + qib), (113)
k
Gpg = > (prdj + 4;0%).- (114)
k

In order to get numerical agreement between TEMPO and the
PEME, both of which assume separable initial states but crucially in
different frames, we, therefore, must use H in Eq. (110) for TEMPO
calculations.
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