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1 Introduction

Pengfei Huo?3

Molecular polaritons are hybrid states formed by the quan-
tum mechanical interaction between light and matter. Re-
cent experiments have shown the ability to drastically mod-
ify chemical reactions in both the ground and excited states
through the hybridization of the electronic and photonic de-
grees of freedom. Ab initio simulations of molecular polari-
tons have demonstrated similar effects for simple ground
and excited state reactions. However, the theoretical com-
munity has been limited in its ability to describe the com-
plicated dynamical processes of many-molecule collective
effects with high-level treatment of all degrees of freedom
within a rigorous Hamiltonian. In this review, we provide
a general description and overall procedure for exploring
molecular polaritons, leveraging standard many-body elec-
tronic structure calculations combined with the exact, non-
relativistic quantum electrodynamics light-matter Hamilto-

nian.
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1 | INTRODUCTION

Coupling matter (atoms, molecules, or solid-state materials) to the quantized electromagnetic field inside an optical
cavity creates a set of new photon-matter hybrid states, so-called polariton states. 123 These polariton states have de-
localized excitations among molecules and the cavity mode, which have been shown to facilitate new chemical reactiv-
ities. 341 Theoretical investigations play a crucial role in understanding new principles in this emerging field and have

suggested interesting reaction mechanisms enabled by cavity quantum electrodynamics (QED). %:6:7:8:9:10:11;12;13;14

Unlike traditional coherent control strategies 1516

, polariton chemistry does not rely on fragile electronic coher-
ence 1516 and is robust against decoherence 19. Compared to the classical laser-matter interactions which operate
with a large number of photons, cavity QED enables the hybrid system to initiate chemical reactions even without

photons initially present in the cavity3. Thus, polariton chemistry provides a new strategy for controlling chemical
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reactivity in a general way by tuning the fundamental properties of photons and provides a new paradigm for en-
abling chemical transformations that can profoundly impact catalysis, energy production, and the field of chemistry

at large. 17:18:19

However, recent experimental demonstrations 320:4:1:21 of this modification of chemical reactivity are not well
understood and, in some cases, not reproducible 2223_ Since these polaritonic systems often require a quantum me-
chanical description of the photonic modes, existing physical chemistry theories for chemical reactions are no longer
directly applicable to these hybrid systems, requiring a more exact QED approach. While the fundamental theories of
QED has been known for decades, directly translating this knowledge to explain measurements of polariton chemistry
remains as a major challenge in both theoretical chemistry and quantum optics. Namely, the mechanism behind the
strong coupling of a mesoscopic ensemble of molecules to a single optical cavity is still not fully understood. The basic

theory for describing the modes in different types of cavity is also briefly discussed in Sec. 2 and 5.3.

Additionally, simulating the time-dependent polariton quantum dynamics of the hybrid matter-field systems is
often a necessary and essential task, as these polariton photochemical reactions often involve a complex dynamical
interplay among the electronic, nuclear, and photonic degrees of freedom (DOFs). However, accurately simulating
polaritonic quantum dynamics remains a challenging task and is beyond the paradigm of traditional photochemistry,
which does not include quantized photons, and quantum optics which does not have a well-defined theory to include
the influence of nuclear degrees of freedom to describe reactivity nor properly account for molecular structures.24
Over the past years, enormous progress has been made to address this interdisciplinary challenge. We have witnessed
how electronic structure theory (Sec. 3.2) and non-adiabatic quantum dynamics (Sec. 4) have actively participated in
this progressing this exciting field.

In Sec. 2, we discuss the rigorous theoretical background of molecular cavity QED. We first review the basic
theory of the molecular Hamiltonian (Sec. 2.1) and introduce the necessary formalism for molecular quantum elec-
trodynamics (Sec. 2.2). Sec.3 focuses on solving the polaritonic eigenvalue equation using various approaches from
direct diagonalization in the adiabatic-Fock basis (Sec. 3.1.1) and polarized Fock basis (Sec. 3.1.2) as well as the self-
consistent solution at the mean-field (Sec. 3.2.2) and correlated (Sec. 3.2.3) levels of theory. Using the tools put forth in
the previous two sections, Sec. 4 explores the rich quantum dynamics of strongly coupled light-matter systems, laying
out common approaches toward simulating exact (Sec. 4.1) and realistic (Sec. 4.2.1-4.2.3) molecules in the extended
Hilbert space of the coupled electron-photon system as well as motivating the need for an accurate description and
efficient calculation of the nuclear gradients (Sec. 4.3) used in the exact Pauli-Fierz Hamiltonian. Finally, in Sec. 5, we
provide three directions toward a more complete picture of the molecular polariton picture in experiments, including
machine learning polariton gradients (Sec. 5.1), the simulation and effects of cavity loss (Sec. 5.2), and the extension
to many molecule and many cavity modes (Sec. 5.3).

The purpose of this review is to introduce and outline state-of-the-art techniques toward the simulation of real-
istic, ab initio molecular polaritons for the readers in the emergent field of polariton chemistry. This review captures
much of the recent work, but not all, toward the description of polaritonic states and properties, as well as their
quantum dynamics. Specifically, this work focuses on the methods and approaches needed for one to explore these
complicated problems in more depth and does not primarily focus on connecting theory to experiment. While this
connection is intrinsic to the answers one seeks from simulation, the discussion of experimental progress and its set-
backs is beyond the scope of this review aimed at ab initio computational approaches. We hope that this work allows
readers of all kinds to becomes acquainted with the simulation of molecular polaritons to explore the the many un-
known possibilities this novel tool has in order to manipulate chemical reactions as well as physical phenomena and

to help the community to address the many open questions still unexplored by theory and simulation.
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2 | QED THEORETICAL BACKGROUND

21 | Molecular Hamiltonian

The molecular Hamiltonian Ay can be written in terms of the nuclear kinetic energy operator Tz and the electronic

Hamiltonian Ay as,

F/M:fR+/:/e|:7A—R+7A—,+V, (1)
where T, is the electronic kinetic energy operator and V (R) = Viyn + Ven + Vee is the electronic potential including the
nuclear-nuclear Vy, electron-nuclear Ve, and electron-electron Vee interactions. The electronic Hamiltonian Ay =

Am — Tr is routinely diagonalized via standard electronic structure packages, which attempt to solve the following
eigenvalue problem,

Hellya (R)) = Eq(R) |y« (R)), (2
which defines the adiabatic electronic states |y, (R)) and potential energy surfaces E4(R) for the ay, state. Note

that both the eigenvalues and eigenfunctions are parameterized by the nuclear positions in the Born-Oppenheimer
approximation. In this basis, the molecular Hamiltonian Ay can be written as,

. 7
A=) Ea(R)lya)(Wal = 5z D [VRbap +2dap (R) - VR + D (R)] lwa) (g (3)
3 ap

where P is the nuclear momentum operator, M is the tensor of nuclear masses, and VR is the nuclear gradient. Note
that we have used the shorthand notation |ys) = [ya (R)). Additionally, dqp is the derivative coupling, expressed as

(Wa|VRHellyp)

dap (R) = (vl Rlvp) = =2 (4)
and Dgg (R) is the second-derivative coupling, expressed as,
Dap(R) = (wa|VR - Vrlwp) = (valVRlwp). (5)

The coupling between light and matter, as we will see later, is mediated via the molecular dipole operator 1 = }; z; R, -
>« Fr and the quantized electric field of the optical cavity E. The matrix elements of the dipole operator in the adiabatic
basis can be written as,

fap(R) = (yalflyp). (6)

For large systems with many electrons, the maximum number of electronic states becomes impractically large for
standard electronic structure calculations, even considering only the single excitation manifold. Further, for single-
reference methods, such as linear response time-dependent density functionally theory (LR-TD-DFT), the efficient
and accurate calculation of high-energy excited states is not always trustworthy, so in practice we employ a smaller
Hilbert space than that implied by the total molecular Hamiltonian Ay in Eq. 3, which can be defined through the
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following projection operator,

Nej—1

P = ZO W) (Wal, 7)

where N is the number of included adiabatic electronic states (ordered by increasing energy). The identity operator
for the total Hilbert space can be written as je| = P+Q, where Q is composed of all non-included states. The projected
molecular Hamiltonian can be written as,

- 2 Nej—1
PP = Z alva)(wal = 5z - > [VROap +2da - VR + Dap|lva) (v l- (®)
a=0 af=0

For the remainder of this work, it will be assumed that all Hamiltonians and operators reside in the truncated Hilbert

space PAmP — HAv. The dipole operator can also be written in the truncated Hilbert space as,
Nej-1
PP = > Hap IWa)Wpl- 9
a,f=0

Later, in Sec. 3.1.2, we will examine an entangled basis for the electron and photon degrees of freedom which we
call the polarized Fock state (PFS) basis. In order to construct this basis, we require a unitary transformation of the
electronic states such that the dipole operator in the truncated Hilbert space is diagonal. In this way, we can define
the dipole operator as,

Ne|—1

ﬁp,ﬁ = Z Hyy |¢’v><¢v| (10)

v=0
where |, ) is the eigenstate of the projected dipole operator 4% with

Nej—1

18,) = > ca(R)lya(R)), (11)

a=0

and ¢!, = (y«|¢y). These states are commonly referred to as Mulliken-Hush (MH) states. In this basis, the electronic
Hamiltonian rotates to an off-diagonal matrix as,

Nej—1

Hel = Z Vo (R) @y (R)) (@ (R) . (12)

vH

2.2 | Pauli-Fierz Hamiltonian

Often, for finite molecular systems, the Pauli-Fierz (PF) Hamiltonian FlpF is chosen to model the interactions between
the molecular and photonic degrees of freedom inside an optical or plasmonic cavity. We will first introduce the
single-mode, single-molecular description; although, later in Section 2.3, we will generalize to the collective many-

mode, many-molecule Hamiltonian needed to describe experimental conditions. At this level, the PF Hamiltonian can
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be written as,

Hpp = Ap + I:"ph + ":"el—ph + /:/DSE

, . 1 w . 1
_ st54 1 Yy niste s LSNP
=Hyv + hwc(a a+2) + \/jk a(a' +4) + 2h()\ Q) (13)

I 12(A A )2
=Hu+zpc+ zwi|Ge+ —— -4,
27727\ v

where w¢ is the cavity frequency and 4" (3) is creation (annihilation) ladder operator for the photon field. The Hamil-
tonian can be factored into the form of a shifted harmonic oscillator via the definition of the canonical coordinates
(i.e. the operators of positions and momentum) of the quantum harmonic oscillator: §. = ,/ﬁ(ﬁ" +4) and pc =

,/”% (4% - 3). Here X is the light-matter coupling strength commonly used in the literature. Another common choice
is the transverse vector potential of the photonic field Ag, related to X as
J== A (14)
2wc

[ B / h o
A= ﬁe and Ag= 2wcs(Ve

where V is the quantization volume of the photon field, ¢ is the electric permittivity, and & is the unit vector of the

electric field polarization. Eq. 13 is composed of four main elements: the molecular Hamiltonian Ay, the photonic
Hamiltonian Apy, the light-matter interaction Hej_ph, and the dipole self-energy Apse. Similarly to the molecular
Hamiltonian, we wish to solve an eigenvalue problem without the nuclear kinetic energy operator 7z, which we
define the polaritonic Hamiltonian Flp| (analogously to the electronic Hamiltonian Ay)) as,

Hpi = Hpg — Tr = Hel + Hoh + Hei—ph + Absk. (15)

whose eigenvalue equation can be written as,
A& (R)) = &;(R)|&;(R)), (16)
where &;(R) are the Born-Oppenheimer polaritonic potential energy surfaces and |€;(R)) are the adiabatic polari-

tonic states. The focus of Section 3 will be to explore solving such eigenvalue problems in various choices of basis
states and to calculate chemically and physically relevant properties from such polaritonic wavefunctions.

2.3 | Collective Hamiltonian

Although many successful single-molecule experiments 2526 and theoretical 1%:27:28 work have been instrumental in
probing the basic physics of polaritonics, most experiments are constructed such that a large ensemble (often ~ 108
or more) of molecules is coupled simultaneously to many modes of the cavity. 2%:30:31:3:30 These many coupled DOFs
generate collective upper and lower polaritonic states2?:329 as well as the dense manifold of “dark states” which

contain minuscule amounts of photonic character and negligible transition dipole.2?

The direct generalization of Eq. 13 for many molecules ANy, and cavity modes Npode, including both parallel &y
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(quasi-continuous) and perpendicular k, (discrete) modes, can be written as,

Nmode Nmol

~ ~ 1 f . .
ng;F = HM + Z Z (hwk(é;rcék + E) + Z %Ak,p . ﬂA(RA)(é\kelkx'XA + 5;6_,kx-XA) (17)
k 4 A
Nmol oy ( )
— - -y —Ikx-(X4—Xp
+ AZE; o7 (Mep 4 (Ra)) (M - 15 (Rs) e )

Here, x4 denotes the center-of-mass position of molecule A and R4 denotes the nuclear coordinates of molecule
A. For typical Fabry-Perot cavities, the photon energy required to excite the cavity mode with the wavevector, k =
(ky, kz), is Eph(8) = %c,/kf +k2 = %ckp/l +tanZ 6, which depends on the angle 6 (tan 6 = k,/k) of the external
probe. Here, cis the speed of light in vacuum, nc is the refractive index inside the cavity, and fk is the momentum of the
photon. While the collective Hamiltonian (Eq. 17) is an extremely important physical object to describe experimental
conditions, we will focus the majority of our discussion on the single-molecule, single-mode case (Eq. 13) and return
to the collective case in Sec. 5 where we will describe extensions toward the realistic modeling of polaritonic states
and their dynamics.

3 | OBTAINING POLARITON EIGENSTATES AND THEIR PROPERTIES

3.1 | Direct Diagonalization

Diagonalizing Hamiltonians is the main task of all quantum mechanics. If one can achieve the exact diagonalization
of the Hamiltonian for all DOFs, the exact answer is returned, given a complete basis set. In reality, one is unable to
achieve this due to the basis set limitations and/or the complexity of the many-body problem itself. As such, one seeks
to find the best alternative toward providing approximate solutions to the many-body problem that returns the correct
physics. For the electronic Hamiltonian, the community at large has spent nearly 90 years working on this problem
providing methods such as Hartree-Fock theory (HF), density functional theory (DFT), configuration interaction (Cl),
coupled cluster (CC), among others including their excited state analogues like time-dependent DFT (TD-DFT). Each
of these methods returns, to varying degrees of computational expense and accuracy, the solutions to the electronic
Hamiltonian.

Considering the photonic part of the light-matter hybrid system, we know these DOFs are explicitly harmonic
(i.e., their bare Hamiltonian Flph is simply the quantum harmonic oscillator), and their exact eigenstates are known to
be the Fock (or number) states of the quantized field. In this way, we already know the solutions to the unperturbed
parts of the light-matter Hamiltonian exactly for the photons and approximately for the electrons. If one can directly
diagonalize the light-matter Hamiltonian (Eq. 15), then one additionally receives the exact correlation between these
DOFs.

In contract to a direct diagonalization, many recent works have shown that one can reconstruct the self-consistent
schemes used in the many-electron problem and solve the many-electron and many-photon problem simultaneously.
In this sense, the basis states are optimized (or are allowed to respond to interactions with the photon DOFs) to
achieve a minimization of the energy, subject to the underlying approximations of the theory (e.g. density functional
theory). Further, the electron-electron, electron-photon, and photon-photon correlations are forced to be described
on the same footing. In the following, we will focus our description to direct diagonalization techniques to achieve the
exact electron-photon correlation, making use of standard electronic structure packages that have been thoroughly

tested and are both freely and commercially available. In the last section (Sec. 3.2), we will briefly motivate cases
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where a self-consistent approach would be advantageous and outline the idea behind such schemes.

3.1.1 | Adiabatic-Fock Basis

In the adiabatic electronic basis |y, ) (eigenstates of Fle|) paired with the Fock (or number) basis for the photonic DOFs

|n) (eigenstates of Flph = hwc (474 + %)), the matrix elements of the polaritonic Hamiltonian can be written as.

N 1 [w A Iy
(ﬂpl)a/i,nm(R) = [Ea + hwe (n + E)]aaﬂsnm + %A(ﬂaﬁ : e)(\/ﬁén,mJ +Vn+ 16, me1)
1 Nej—-1
52k ,Z;) (Aay - &) (Ayp - €)8nm (18)

= sa,n(R)aaﬂ‘Snm + fap (R)nnm + Dagp (R)&nm,

where {a, 8,y} label the electronic adiabatic states (in the subspace defined by the N lowest-energy states), {n, m}
label the photonic Fock states (in the subspace defined by the Ny lowest-energy states), & is the polarization unit
vector of the electric field, €q,n = Eq + hwc(n + 1), fiap = \/%T/\(é < fap)s Mnm = (Nn8pm_1 + Vn+18, mi1), and
Dyp = %)@ 2y (fAay - €) (fiyp - €). Here, from the perspective of electronic structure, only the electronically adiabatic
state energies £, and dipole matrix elements pqp are required as input. Note that in the last line of Eq. 18, we
have explicitly inserted the dependence on the nuclear positions R for clarity, but in general we choose to neglect
writing such dependence for the sake of clarity. The photonic basis is in principle infinite, since the harmonic oscillator
has infinite eigenstates, so, similar to the electronic subspace which is truncated at N (Eq. 7), we also introduce a
truncation of the photonic Hilbert space including only the lowest Ng Fock states. The polaritonic Hamiltonian can
be easily constructed via Kronecker products (e.g., i ® 4) of the sub-space operators; however, it is worth noting the
extreme sparsity afforded by the Fock basis. To make this clear from a visual perspective, the block-like nature of the
matrix in this basis can be written as,

Eo + Doo Do e fioo for e Mg I 0 0 e 0
Do Ey+Dn - for fAn I M, V2 0 0
. S . . | o VI M v 0
Hyl = fico for <o Eg+we+ Doo Dor N 0 N : . (19)
o1 An Do Er+wc + On . .
L VKR
0 0 0 VN My

A few important properties of this matrix are as follows: (I) The Ng block diagonals M, are composed of the diagonal
energies and diagonal DSE elements €4, + Dqq in addition to the off-diagonal DSE elements Dqp. (I1) The super- and
sub-diagonal blocks are composed only of the matter dipole operator matrix elements .3 weighted by the photon
number of the larger diagonal Fock state label n. Note here that for clarity, we have neglected the zero-point energy
of the photonic mode and R dependence. One can easily see from the right-most side of Eq. 19 that this matrix
is extremely sparse, especially for larger number of included Fock basis states (needed for convergence), so many
approximate diagonalization schemes can be used which rely on the properties of sparse matrices, such as the Lanczos
and Krylov subspace techniques, 333435 and are able to return the lowest eigenvalues and eigenvectors without loss
of physics but with a large computational speed-up.

Upon diagonalization of Eqg. 19, the polaritonic states are represented as linear combinations of the adiabatic-Fock
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FIGURE 1 (a)Adiabatic potential energy surface of the formaldehyde molecule’s A;-symmetry excited states as
a function of the C-O bond length, Rcg. The inset presents the avoided crossing between the two adiabatic states.
(b)-(c): Polariton excited state energy &;(Rco) — MIN[Eo(Rco)] of the formaldehyde-cavity hybrid system, with the
coupling strength of Ay = 0.04 a.u., and a cavity frequency (b) wc = 6.5 €V and (c) w. = 9.5 eV. The cavity polarization
is parallel to the C-O bond. For panels (b)-(c), the color map indicates the photonic character and the cavity-free
electronic states are shown as thick gray lines. The inset in panel ¢ shows the reduction of the avoided crossing from
75 to 9 meV. (d) Polaritonic transition density pgj.l (r) of the upper (UP) and lower (LP) polaritons for Ay = 0 a.u., 0.01

a.u., 0.04 a.u., and 0.05 a.u. at we = 7.92 €V with a C-O bond length of 1.22 A. (e)-(h) Excitonic absorption spectra of
a (6,5) single-walled carbon nanotube (SWCNT) coupled to an optical cavity plotted as a function of the transition
energy and coupling strength Ay. The Lorentzian energy-broadening parameter is o = 0.1 eV. The cavity frequency is
taken to be (e) wc = 1.0 eV (half-resonance), (f) wc = 1.5 eV, (g) wc = 2.0 eV (resonant with bright molecular transition,
Eq4q), and (h) we = 2.5 eV. (Above) The polaritonic transition density at Ay = 0.0 a.u. is shown above the spectra for
the ground-to-bright E;; transition.

basis states (with contracted notation |y, (R)) ® |n) = |y (R), n)) as

Nel Ne

| (R)) —ch”wa(k),nx (20)

where C{,},, = (ya(R), n|®;(R)). Here, Ng and Nf are treated as convergence parameters such that the polaritonic
observables are adequately converged (see more details in Section 3.1.3). The obvious first choice is the convergence
of the lowest-energy eigenvalues of Eq. 19. In our experience with realistic ab initio systems, the convergence with
respect to the number of Fock states is rapid, only requiring Ng ~ 5 to obtain ~10 meV accuracy. However, due to
the complicated and highly off-diagonal dipole matrix 3¢ in real molecules, the convergence with respect to electronic
states is slow, possibly requiring N ~ 100 or more states to achieve ~10 meV accuracy.3738 |n Sec. 3.2, we will
briefly address other approaches, namely self-consistent schemes, to converge complicated systems which contain
many strongly dipole-connected states as well as systems with large light-matter coupling that necessitate a more
advanced and rigorous approach toward obtaining the polaritonic eigenstates in a self-consistent way.

Fig. 1a-d presents excited state potential energy surfaces of formaldehyde as a function of the C-O bond length,
showing the two lowest-energy excited states with ground-to-excited transition dipole along the C-O bond direction
(which is parallel to the cavity polarization direction, é). The bare electronic states (Fig. 1a) show two local minima in the

lower-energy excited state as well as an avoided crossing (see inset). Upon coupling to the cavity, the local minima
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near C-O bond length of 1.50 A can be removed with a negatively detuned cavity (wc = 6.5 eV, Fig. 1b, colorbar
indicates the average photonic character (4 4)). Alternatively, the avoided crossing can be systematically reduced via
a positively detuned cavity (wc = 9.5 eV, Fig. 1c, see inset). An important feature of this change in the avoided crossing
is that the character of both states involved is retained (i.e., mainly electronic excitation character) where both states
exhibit negligible amounts of photonic contributions. Direct control over the relative energy of electronic states while
maintaining their original character is a useful concept and design principle in processes controlled by non-adiabatic
coupling between the excited electronic states.

Fig. 1d presents the matter-projected polaritonic transition density in real space,

Nel Ne

P (r) = (r[Tron[Bos]Ir) = > > CE,(Ch,)" - EX (1), (21)
af n

where the photonic DOFs have been traced out, leaving only the electronic contributions. Here, 5 (r) = y/p (Nyga(r)
is the a By, electronic transition density in real space rand go; = |®;)(®o| is the Ojy polaritonic den5|ty operator. More
details on calculating observables can be found in Sec. 3.1.3. The light-matter hybridization leads to superpositions
between photon-dressed electronic states, which leads to various electronic transition densities mixing through the
polaritonic expansion coefficients in the adiabatic-Fock basis (see Eq. 20). The matter-projected polaritonic transition
density3%:37 is only one of many ways to examine the character of the molecular part of the polaritonic excitation.
Other examples of matter-projected polaritonic observables are the difference density,4%41 the natural transition
orbitals, 37 the transition density matrix, 37 and other yet to be applied for the polaritonic case.

The changes of the polaritonic transition density are presented as a function of the coupling strength Aq (varied
along the horizontal axis of panel d) for the upper and lower polaritons, with a C-O bond length of 1.22 A and at cavity
energy we = 7.92 eV. Under this configuration, the cavity is nearly resonant with the molecular adiabatic transition
from the ground state to the W1A‘ state at the Franck-Condon points. Through the coupling-dependent mixing of the
various electronic transition densities, the polaritonic transition density is modified for each coupling strength, and the
results showcase how tuning the cavity parameters can modify the local electronic properties to facilitate chemical
reactions or photophysical changes.

Fig. 1e-h shows the excitonic spectra of a (6,5) single-walled carbon nanotube (SWCNT) system inside an optical
cavity for cavity frequencies wc = (€) 5 Eq1, (f) 3 E11, (g) £11,and (h) 3 £11, where Eq7 is the lowest energy bright transition
in the pristine SWCNT. This system has been the subject of recent exploration by the polaritonic community and has
yielded many interesting results. 42:43:44:45:46:47 |t js well known that pristine SWCNTSs are relatively dark to emission
due to low-lying optical inactive electronic transitions. Here, the |yo, 2) photon-dressed ground state is in resonance
with the bright |E11) = |we,0) state. At resonance (panel g), the bright character of the E;; state is split nearly
symmetrically as a function of the light-matter coupling strength, Ag. For negatively detuned cavity (panels e,f), the
bright character is blueshifted. For a positively detuned cavity (panel h), the bright character is redshifted to below
the manifold of low-lying dark states, effectively brightening the emission of the SWCNT system without the need

for chemical functionalization 48:49:50:51:52:53:54:55 ¢ solvent doping. 26>

3.1.2 | Polarized Fock State Basis

In Section 3.1.1, we have described one possible basis for the representation of the PF Hamiltonian (Eqg. 13). However,
this is not the only choice. In fact, the adiabatic-Fock representation is useful in the weak coupling limit, since the basis

is simply the basis that diagonalizes the unperturbed electronic (Hj) and photonic (/:/ph) Hamiltonians. In this sense,
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FIGURE 2 (a) Diabatic Mulliken-Hush (MH) potentials V(R) (red) and V¢(R) (blue), with diabatic coupling V¢ (gold
line). (b) Matrix elements of /i in the adiabatic representation (dashed curves) yig, (pink), uee (cyan), and ue, (gold), as
well as in the diabatic representation (solid lines) g, (red) and pcc (blue). Here yy = g (red) and pcc = pc in the MH
representation since no off-diagonal dipole elements are present in the dipole operator. (c) Polaritonic potentials
color-coded according to the number of photons with four relevant avoided crossings labeled as R, Ry, Ry, and Rs.
The black solid vertical arrow indicates the initial photoexcitation, and the dashed lines illustrate the dynamics of the
hybrid system. (d) Time-dependent photon populations. For panels (c)-(d), the light-matter coupling strength set to
Ap = 0.127 a.u. with a cavity frequency of wc = 1.5 eV.

when the contributions of the interaction (/:/e,ph) or dipole self-energy (Hpsg) become large, the many adiabatic and
Fock states will be needed in the description of the polaritonic wavefunctions. Other choices exist for the description

of the photonic DOFs, such as the grid basis, which diagonalizes gc « 47 + 4 and has been extensively used. 3:°8:59:60

The choice of basis can significantly enhance computational efficiency or reduce the conceptual complexity of a
problem, depending on the light-matter coupling strength and cavity frequency parameters. One such basis, aimed for
use in the strong light-matter coupling regime, is the recently proposed polarized Fock State (PFS) basis introduced
in Ref. 61. Here, the Pauli-Fierz Hamiltonian is rewritten using an entangled electronic-photonic basis, where the
electronic states are represented by the eigenstates of the dipole operator 3, Pa® = py, (R)|#, (¢, | and is referred
to as the Mulliken-Hush (MH) representation (Eq. 11). The polaritonic Hamiltonian (see Eq. 13) in the MH basis can
be written as,

B S T 2
For = et 5+ 2, |4+ R Ig0)ianl | (22)
where ¢2(R) = _w% -y (R). Considering the Hamiltonian of the bare photonic field, Ayp = % (p2 + w2§2), one may

notice that the QED Hamiltonian is simply shifted in the position coordinate 4. by the value —g%(R) and is hence a
shifted harmonic oscillator (or “polarized Fock state” since the field is polarized by the molecular electric multipole),
unique for each MH electronic state (|¢,)). At zero light-matter coupling or infinitely large cavity frequency, the

original MH and un-shifted (or “vacuum”) Fock states are returned. The light-matter Hamiltonian (Eqg. 22) can be now
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block-diagonalized using the polarized Fock state basis (PFS) {|n, (R))} for each MH state |¢, ), which is defined as,

2|7+ 02 (dc + R 1n, (R)) = (B, + 5) haclmy (R)) = (my + 2)wcly (R)).

where B: (b,) is the creation (annihilation) ladder operator for the shifted harmonic oscillator specific to the vy, MH
state. Defining the total basis as the tensor product of the MH states and the PFS basis, |¢,(R)) ® |n,(R)) =
|¢y (R), ny (R)), which is an entangled light-matter basis since the molecular dipole appears in the definition of the

shifted Fock state, the matrix elements of the light-matter Hamiltonian can be expressed as
. 1
(ﬂpl)vy,nvmy = [V + hoc (ny + 5) 5vy5nvmy +{nulmy) Vo (1 - 5vy5n\,my)- (23)

Note here that we have dropped the explicit dependence on the nuclear position R for clarity. In this basis, the
diagonal matrix elements are the diagonal MH energies V,,, (Eq. 12) and PFS harmonic oscillator eigenvalues wc (n, + %),
while the off-diagonal contributions are now the MH coupling elements V,, reduced in magnitude by the overlaps
{nelmy) € [-1,1] between two PFS harmonic oscillator states with n, photons and m, photons associated with two
different electronic MH states ¢, and ¢,,. In this compact basis, the light-matter coupling and dipole self-energy are all
neatly housed in the MH coupling and PFS overlaps, (n,|my) V,,, and thus all interactions between light and matter
DOFs are carried through this single term. Note also that the calculation of the PFS overlaps is analytic and can be

written as,

(ne|my) = (—25)""’"6_2521[%! * Lg(4§2, m,n—m), form<n (24)

where L, is the associated Laguerre polynomial and ¢ = (0 - qB)/\/ZTC with q0 = w—"c - pyy- This basis is expected
(and has been explicitly shown for models systems 61) to efficiently converge the photonic basis, especially when the
permanent dipoles yy, in the MH basis are large. For additional discussion on the PFS basis, see Ref. 61. Further, a
similar basis has been used in the quantum optics and recently in the polariton communities, which is referred to as
the generalized coherent state (GCS) basis, 62163141164 which also relies on the molecular dipole information to define
a new photonic basis. The polaritonic Hamiltonian in the PFS basis is, in general, not as sparse as that of the adiabatic-
Fock matrix (see Eq. 19) since all shifted Fock states between different MH electronic states ¢, are connected via their
shifted harmonic oscillator overlaps, so sparse matrix techniques cannot be as readily applied. The main advantage
of the PFS basis is that many of the overlaps will be near zero due to the widely varying magnitudes of the molecular
dipole y,, elements. In this way, the PFS basis, in principle, will allow one to use many fewer shifted Fock states as
a basis than the vacuum Fock states used in the adiabatic-Fock basis (see Section 3.1.1) and therefore may perform
more efficiently in many cases. More rigorous testing is required for real, ab initio molecular systems where the dipole
matrices are extremely non-diagonal in the many-state adiabatic basis compared to many of the tested model systems,
such as the harmonic oscillator or the double-well potentials where the dipole matrix is nearly diagonal, hence the
adiabatic states are already almost equal to the MH states themselves. In our experience, the photonic basis is more
easily converged in ab initio systems compared to the convergence of the electronic basis, which often requires many
states to provide a useful convergence (see Sec. 3.2 for additional discussion).

Fig. 2 presents the polariton potential energy surfaces predicted by various quantum optics model Hamiltonians
for the model LiF molecule shown in Fig. 2a-b (the details of the model can be found in Ref. 61). Here, only two diabatic

states were considered, which are denoted as the ionic state |l), and covalent state |C). These two diabatic states
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are coupled through a diabatic coupling Vic (R) (dotted yellow line in Fig. 2a) that causes a splitting (avoided crossing)
near the anti-crossing of the diabatic potentials V- (R) and V{(R) (solid red and blue line in Fig. 2a, respectively). The
adiabatic electronic states, ground |G(R)) and excited |E(R)) states can be obtained by diagonalizing the electronic
Hamiltonian Ag = Vi(R)1){I] + Vc (R)|C){C]| + Vic(R) (IN(C]| + |C)(I]) at each R (see Eq. 12).

The electronic dipole matrix at each R is diagonal in this diabatic representation. This is because the diabatic states
[I) and |C), also referred to as the Mulliken-Hush diabatic states, are by definition the eigenstates of the electronic
transition dipole operator (see discussion around Eq.10). Fig. 2b presents the matrix elements of f in both the diabatic
(solid lines) and the adiabatic (dashed lines) representations. As expected, the permanent dipole for the ionic state
[I} (corresponding to Li*F~) 4 (R) linearly increases, while the permanent dipole for the |C) state (corresponding to
covalently bonded Li-F ) uc(R) remains nearly zero with increasing interatomic separation R. The adiabatic states
switch their characters around R ~ 13.5 a.u., as a result, the adiabatic permanent dipole switches in that region, and
Heg (R) peaks at R ~ 13.5a.u.

Fig. 2c shows the polaritonic potential energy surfaces for a cavity frequency wc = 1.5 €V and light-matter cou-
pling strength Ag = 0.127 a.u. The coloring indicates the average photon number of the polaritonic state. Given an
initial excitation from |G(R),0) — |E(R),0) (vertical black arrow) at the ground state minimum (outside the cavity’s
influence), the time-dependent average photon number was calculated (see Ref.é1 for more details) and shown in

Fig. 2d. Thus, through nuclear motion and light-matter coupling, excited photons can be generated.

3.1.3 | Calculating Relevant Polaritonic Properties

Exciton-polaritons have many characteristic features, such as the Rabi splitting observed in linear spectroscopy when
the cavity frequency is in resonance with a well-separated electronic transition (e.g. historically found in single-atom
spectroscopy). Of course, there are many spectroscopic footprints of polariton formation that are of interest to the
community for finding and exploring the physics of such quasi-particles; however, the spectroscopic results available
experimentally may not be the most informational for probing local phenomena such as chemical reactions, charge
transfer, or exciton diffusion. In these examples, the main features are stored in the excitonic part of the polariton,
which is usually not directly visible in most experimental configurations due to the fast photon loss mechanisms and
mirror absorption. However, examining the photonic contribution to the spectroscopy will give indirect information
regarding the changes to the excitonic part of the polaritonic wavefunctions. In this section, we will outline the neces-
sary steps to compute observables of polaritonic states using the direct diagonalization approach already discussed.
We will focus on the local excitonic changes due to the formation of hybrid light-matter states, which are directly
relevant to the local chemical reactivity, excited-state charge transfer, and exciton diffusion processes.

Any polaritonic observable O can be described with any basis of light and matter, e.g. adiabatic-Fock (Sec-
tion 3.1.1), PFS (Section 3.1.2), or any other. Note that this is a more general case than was done in Eq. 21. Here,
we will choose the adiabatic-Fock basis for conceptual simplicity, but all of the main points are easily transferable to
another basis by unitary transformation. The matrix elements of the polaritonic observable O can be expanded in the
adiabatic-Fock basis (Eq. 20) as,

R Ner Ne . R Ner Ne . R .
(®j1010k) = 3" > ChnChr(Was nlOlwp, m) = 3 > ChnCh o (Wal Aetlwp) (1l Bopn| m), (25)
af nm aBf nm

where C;/;m = (g, m|®; ). Note here that since the polaritonic Hamiltonian, Eq. 15, is real-valued, then the expansion

coefficients in the adiabatic-Fock or PFS basis will also be real-valued, i.e., (Cgm)* = Cl’gm. In general, any polaritonic
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FIGURE 3 (a) Schematic of possible reaction pathways of theelectrophilic bromination of nitrobenzene. (b)
Relative energy of the polaritonic ground states between ortho-PhNO,- Br* and meta-PhNO,- Br* intermediates
with various cavity polarization directions. Ground state density difference between coupling to the cavity and
outside the cavity case, for (c) the meta-cationic intermediate and (d) the ortho-cationic.

observable, even restricting to ground-to-excited elements, are linear combinations of all matrix elements present in
the electronic and photonic subs-systems. As such, highly non-trivial mixing of matrix elements can appear when
the light-matter coupling becomes large. Here O = Ay ® Bph are factorized electronic and photonic operators, re-
spectively, which is not a requirement of O but is often the case for simple, non-entangled observables, such as the
average photon number O = fe| ® 475.9% Another example is linear spectroscopy where the polaritonic dipole matrix
elements can be expressed as ,ﬁpo| ~ fle ® fph + Iy ® Ge. In experiment, the relative magnitudes of the excitonic
and photonic contributions are highly dependent on the experimental configuration and are usually understood to
be dominated by the photonic contributions (i.e., keeping only the §c term in ﬁp0|) and is often called the “visibility
spectrum” or “transmission spectrum”.¢® In this case, the local information regarding the excitonic spectrum is present
only in an indirect sense. However, often one is interested in examining the changes to the excitonic subsystem for
purposes of exploring electronic reorganization through the mixing of electronic adiabatic states via hybridization
with light. 39:37:63:40:67:68:17:69,70 Ag such, to achieve an observable that will give direct information on the excitonic
subsystem, we will ignore the second term in the polaritonic dipole operator to exclude photonic contribution, and
in this way, we have traced out the photonic DOFs. An arbitrary matter-projected polaritonic operator can now be
written as,

Nei N

Ol = ()1 Ael ® Tpn|®k) = D > ChnCh,(wal Actlyp), (26)
apf n
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where we have made use of the orthogonality of the vacuum Fock states, (n|m) = &,,. For example, one may be
interested in the polaritonic transition density 377137 p(';;.l (r) (see Eq. 21) or the polaritonic difference density 4%:17:41
Ap(r) = p}j’.' - &;; of the molecule inside the cavity.

With the pQED approach, textbook organic reactions can be studied. Several theoretical studies have recently
shown 17:19 that the cavity can completely switch selectivity of well-known chemical reactions. If successful, cavity QED
could revolutionize fundamental knowledge of organic chemistry. One such reaction is the electrophilic bromination
of nitrobenzene 17 shown in Fig. 3a. This is a textbook reaction,’%73 where only the meta-substitution product is
possible, and the ortho-substituted (or para-substituted) product is not observed experimentally. This has been well-
explained due to the stability of the catatonic active complex PhNO,-Br*, for example, using the resonance structure
or using ab initio calculations. By coupling this reaction to an optical cavity which mixes the character of the ground and
excited electronic states, it was observed that one can fundamentally change the selectivity of this reaction, making
the ortho-substituted product possible. Fig. 3b presents the relative energy difference between the meta-substituted
and the ortho-substituted catatonic active complex PhNO,-Br*, where the blue region of the figure indicates where
the meta-substitution is more stable, and red region of the figure indicates where the ortho-substitution is more stable.
Fig. 3c,d presents the ground state density difference (Ap(r), defined below Eq. 26 using Eq. 21) for the meta- and
ortho-substituted intermediate coupled inside the cavity and outside the cavity. This density difference aids in the
understanding of the cavity QED effects on modified relative energies of the intermediate species. This observable
has a close connection with the intuitive resonance structure arguments, since the difference density shows how
the electronic distribution is modified by the presence of the cavity.1” As such, coupling to the cavity cavity enables
ortho-substituted nitro-benzene, thus making impossible reactions possible. Additionally, Ref. 17 predicts that the
experimental condition for this change requires the cavity frequency of w. = 1.8 €V and the filed intensity of 2 — 10

V/nm, both of which can be accomplished with the state-of-the-art plasmonic cavity designs.2%26:74

3.2 | |Iterative Approaches

In the previously discussed QED approach, one is required to compute the many-body electronic states { |y )} for use
in a direct diagonalization procedure of the Pauli-Fierz Hamiltonian (Eq. 18) coupled with some basis for the photonic
DOFs (e.g., Fock/number states, polarized Fock states) to arrive at a description of the polaritonic states in these
choices of basis. This method, in the infinite basis limit, provides the exact results for the polaritonic states, capturing
the exact correlation between the electronic and photonic DOFs. The primary limitation of this approach is that the
electronic basis converges very slowly for strong light-matter coupling strengths, requiring the calculation of highly
excited electronic states (~100) to converge even the lowest polaritonic energies. 3837 Contrary to this, the photonic
basis only requires a relatively small number of basis states to converge for realistic, ab initio systems.37:17

Due to this limitation of the direct diagonalization approach, the community seeks other approximations in line
with previous electronic structure approaches that now include the photonic interactions to some degree to arrive at
a self-consistent description of the problem. In principle, this approach will require many fewer basis states than a
single, direct diagonalization but with similar approximations for the electron-photon and photon-photon interactions
that are intrinsic to the many-body method of choice. In this way, these approaches will be able to capture the
cases where strong light-matter coupling is too strong to utilize the direct diagonalization approach with a frozen
basis. We define these self-consistent analogues to the commonly used electronic structure approaches as scQED-
X, where X can be any of the standard approaches, such as Hartree-Fock theory (HF),41:64:63:68 density functional
theory (DFT), linear response time-dependent DFT (LR-TD-DFT), 7>76:37 coupled cluster (CC), #1:64:40:67 configuration
interaction (Cl),¥377 full configuration interaction (FCI), 78, second-order Mgller-Plesset perturbation theory (MP2),7?
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and density matrix renormalization group (DMRG). 80

3.2.1 | Generalized Coherent State Transformation

In a similar manner as done in the construction of the polarized Fock states in Sec. 3.1.2, the generalized coherent
state (GCS) transformation is a specific instance of polarizing the photonic basis by a parameter proportional to the
molecular dipole moment. The GCS basis has been used in many recent works exploring the self-consistent solution

to the ground polaritonic state. 41:64:40:68 The unitary transformation can be written as,
Ogcs = %% 2", (27)
where the GCS shift parameter Z is chosen to be,

Z=- A <ﬂ>GS’ (28)

2wc

where (fi)gs is the expectation value of the molecular dipole in the ground state. For this choice of GCS parameter,
one can rewrite the Pauli-Fierz Hamiltonian, UGCSH 10ccs = ,:,ﬁcs’

Flﬁ = He + hwc (87 a+ \/>()‘ AM)(5T+2)+—()\ A2, 29)

in terms of the deviation of the molecular dipole from its expectation value in the ground state Ay = i — {f1)gs and
its variance (Af1)2. In the following section (Sec. 3.2.2), we will see that (Aj1)sp = 0 for many-body methods that
employ only a single-determinant (SD) wavefunction, such as Hartree-Fock (SD—HF) or density functional (SD—DFT)
theories, allowing for a drastic simplification of the coupled electron-photon Hamiltonian. Note that contributions

from the dipole self-energy survive, since ((Af2)?)sp = (4?)sp — ()2, even with a single determinant approach.

It is important to note that simply using the GSC transformation does not yield a fully origin invariant Fock matrix
or single-particle orbital energies. Ref. 68 discusses such drawbacks and proposes the so-called strong coupling
variant of the Hartree-Fock theory (SC-QED-HF), which transforms the Pauli-Fierz Hamiltonian in a similar way as
the GSC rotation but now contains orbital specific rotations, similar to the polarized Fock state basis (see Sec. 3.1.2).
Since the orbitals are involved and the transformation depends on the dipole operator, the single-particle Hamiltonian
is first rotated to the dipole basis (similar to Eq. 12 but for single-particle molecular orbitals instead of many-body
states).

Furthermore, one should note that this choice of Z (Eqg. 28) or the case of SC-QED-HF in Ref. 68 only applies

in the limit of infinite light-matter coupling. Recent works have performed a variational optimization procedure on

9EMR) _
0z

the ground state.”?81 This minimization is done on top of the self-consistent iterations and can be interpreted as

the shift parameter Z, e.g., choosing Zopt under the condition = 0, which further minimizes the energy of
an additional DOF for the self-consistent procedure. Given this rotation of the Hamiltonian, both the DSE as well as
the bilinear interaction term would remain, even for single-determinant approaches, but would be scaled (or partially
shifted away) by some optimal factor proportional to AA = A — Zopt and (AA)2, respectively. This partial transfor-
mation can be interpreted as a rotation that pushes the maximal amount of complicated many-body electron-photon

and photon-mediated electron-electron correlations into the mean-field solution of the QED problem.
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3.2.2 | Single-determinant Ground Polaritonic States

Assuming a single-reference (i.e., single-determinant) wavefunction for the electronic DOFs |HF) (taken as Hartree-
Fock determinant) for the polaritonic ground state in the GCS basis (see Sec. 3.2.1), then the deviation in the molecular
dipole Afy = & — {f2)gs=HF = O since (HF|a|HF) = {f)gs-nHF, effectively removing the bilinear coupling term in the
GCS light-matter Hamiltonian (Eq. 29). However, the DSE term remains since ((Af)2)ur # O even for the single-
determinant approximation. To be clear, for approaches with multiple determinants (i.e., the use of excited Slater
determinants in a CIS-like expansion), the direct coupling term will survive. For a single-reference ground state, Eq. 29
can then be simplified to,

1

1 GCS z
le + 2

= Ao + hac(8'a+ 5) + oo (A A2, (30)
where the only photonic operator that appears is that of the photonic Hamiltonian F/ph = hwc(éTé + %) whose eigen-
states are the vacuum Fock states |A) in the rotated GCS basis (which have the same frequency but with a shift in
position gc by Z compared to the vacuum Fock states). One should note that the Pauli-Fierz Fock states can be re-
obtained by applying the reverse unitary coherent state transformation Ugcs (Eq. 27) to the resulting Fock states after
the self-consistent solution (discussed below) of Eq. 30 has been achieved, whose average photon number will depend
on the self-consistent solution of the dipole moment () = 0. suggesting that molecules with strong ground-state

dipole moments will exhibit stronger polaritonic effects.40:82

The ground polaritonic state can be defined as the |HF,0) wavefunction. Neglecting the photonic zero-point

energy (i.e., (()|Flph |0) = %), the electron-photon Fock matrix can be written as,

. 1 Nocc Nyir
Foa = T+ 5 | @)

Z (X Npo)()\ “Mog) — Z(A : Hpv)()‘ * Hvg)

where o, v, and (p,q) are occupied, virtual, and any molecular orbitals, respectively. Noting that the solution to the

bare molecular Fock matrix is achieved if ﬁVF = 0, the scQED-HF energy can be written as, 41

_ 1 A2y 1 2
EQED-HF = EnF + 57(0\ CAR)IHF = Epp + 5 ;(A “Hov)”, (32)

which is then variationally minimized in a self-consistent way, updating the coherent shift Z at each iteration. More
details on the scQED-HF scheme in varying complexity can be found in Refs. 41, 68, and 63.

Following a similar procedure, the single-determinant nature of density functional theory can be used to simplify
the Pauli-Fierz Hamiltonian to that of the GSC representation without the direct coupling term. However, due to the
ad hoc nature of density functional theory, there are many ways to approximate the exchange-correlation kernel to
arrive at various levels of corrections to the electron-electron, electron-photon, and photon-photon correlations. In
fact, the simplest choice (albeit the least motivated) is to ignore the electron-photon and photon-photon terms in the
exchange-correlation kernel. In this case, the only responses of the single-particle orbitals {p, g} are those induced by
the dipole self-energy contributions (the last term in Eq. 31). This is the simplest approach since no novel exchange-
correlation functionals need to be used/created, and one can rely on the already-developed, high-level functionals
for the complicated electron-electron correlation, such as CAM-B3LYP83, »B97XD 8485 and SCAN.86:87 Recently,
novel exchange-correlation functionals for electronic and photonic DOFs have been constructed based on a variety

h, 88:89 90

of frameworks, such as the optimized effective potential (OEP) approac| photon-free effective Hamiltonians,

https://doi.org/10.26434/chemrxiv-2024-72ghz ORCID: https://orcid.org/0000-0002-8639-9299 Content not peer-reviewed by ChemRxiv. License: CC BY 4.0


https://doi.org/10.26434/chemrxiv-2024-72ghz
https://orcid.org/0000-0002-8639-9299
https://creativecommons.org/licenses/by/4.0/

18 Weight et al.

and the fluctuation-dissipation theorem approach.?! In any case, the ground state energy can be loosely written as
I-ph h—ph
EQep-DFT = EpFT + Eéexjt):orr + ng—c%rr’ (33)

where the last two terms (or more specifically the exchange-correlation functionals of the density E[p]), in addition to
the first term for standard DFT, are not known explicitly and must be approximated. ?2 Note that a fraction of Hartree-
Fock exchange can still be included in the electron-electron exchange term within Epgr. For more details, we refer
the reader to the original references regarding density functional theory, Refs. 89, 90, and 91, as well as others who
have explored and utilized similar Hartree-Fock 63:68:40:93:41:64 and density functional theories for electron-photon

systems. 58;39;71;88;91,94,95;96;75;97;98;99;100;101;102;103;104

3.2.3 | Addressing Correlations and Excited States

Capturing higher-order correlations between electrons has a well-defined procedure using post-HF approaches, such

as configuration interaction (Cl) or coupled cluster (CC) expansions in the basis of excited Slater determinants. The
polaritonic community has also used such wavefunction approaches for computing the polaritonic electronic-bosonic
states 41:64:40:67:63;36,105:69:81,70 iy 5ddition to other approaches such as time-dependent DFT (TD-DFT), 70:82:75:39:97:71:89:99
reduced density matrix (RDM) theory, 196 quantum Monte Carlo, 197 Mgller-Plesset Theory (MP-n),”? and density ma-
trix renormalization group (DMRG). 108:109:110:80 \Whjle mean-field approaches (e.g., HF, DFT) yield useful ground state
information, even in the absence of correlation, it is not yet clear to what extent the correlated excitations of the mat-
ter and photonic DOFs will impact the results, even in the ground polaritonic state. Further, the need for polaritonic
excited states is ubiquitous in the photophysics and photochemistry of excited polaritons. Additionally, the determi-
nation of the light-matter coupling strength is often predicated on the magnitude of the Rabi splitting between the
light and matter excitations at resonance. While our goal is not to outline all possible many-body approaches which go
beyond mean-field, we will briefly outline and discuss QED coupled cluster theory (QED-CCSD) since in the electronic
structure community coupled cluster theory is one of the most widely used approximations for capturing electronic
correlation in a wide variety of molecules.

The CC ansatz for the ground-state polaritonic wavefunction is 4178

1ESC) = &7 165F) = &7 [lyHF) @ [0)2 ], (34)

where |E5F) is the polaritonic ground state calculated at the uncorrelated HF level (see Eq. 32) and [yF) is the
uncorrelated HF electronic ground state. Here, |0)~ is the photon vacuum state in the rotated coherent state rep-
resentation with |0)z = U7 |0) (see Eq. 27) at the optimal coherent state parameter Z after the HF self-consistent
procedure. 7" is the cluster operator (not to be confused with the kinetic energy operator 7 or 7, in Eq. 1). This cluster

operator involves a sum of electronic, photonic, and mixed electron-photon excitations as follows

g = Ztaﬁ,+ztnfn+zt&ﬁ}ﬁa (35)
a n

a,h

where %, represents creation and annihilation operators for an ay,-order electronic excitation. For example, with

a = 1 (single electronic excitation), 2 = 6;6,- excites an electron from an occupied orbital / to an unoccupied orbital

é;é;éj which will excite two electrons i — a and j — b, respectively. The photon
excitation operator is commonly written as the standard photonic ladder operator ¢, = (47)".4%41 |t should be noted

a. Similarly, o = 2 implies f;b =l
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that this is not the only way to define the bosonic excitations. The authors of Ref. 78 defined an idempotent form
of the excitation operator as £, = |n)(0| for a finite number of Fock states {|n)} = {|0),|1),...,|Ng)}. However, the
two cases are not formally equivalent, and a rigorous comparison of the quality of the results has not been performed.
In a similar manner, the coupled electron-photon excitation operator 55 can be written, for example, as élé,—(a”")"
for a one-electron electronic excitation coupled to an ny,-level photonic excitation while éZéZé,—éj(éT)” will provide
the two-electron and ny,-level photonic coupled excitations. Each of these excitation operators is connected with a

unique cluster amplitude {tq, ts, ta,7}.

The amplitudes t,, t,, and tz; can be solved by projection (Eg. 36). This requires the evaluation of the similarity-
transformed Hamiltonian operator /f/pF = e*'ArFIpFe'AF, where Ap is expressed in Eq. 13 and is usually rotated to the
coherent state basis (see Sec. 3.2.1). This leads to the ground state coupled cluster energy 8(():(: as a solution to the

following set of equations,
(&0lf1E0) = E5C, {Lr} =(&(r)]AIE0) =0, (36)

with [Ery) = f{r}ls(')"F>, where {I'} = {a, n, @A} is the set of possible excitations in the cluster operator 7 (Eq. 35)
leading to the set of projection equations { £} . These projections lead to the equations for the excitation amplitudes
t(ry and are usually solved in a self-consistent manner. A similar CC projection formalism can be found in any electronic

structure textbook. 111

There are many different notations for the methods developed by changing the highest level of excitation for each
term in the cluster operator. The most straightforward notation is CCSD-n-jm, which implies that the electronic DOFs
are treated up to double (SD) excitations in the cluster operator, the photonic excitation is limited to n levels, and
the mixed excitation is set to j electronic and m photonic. As per usual CC theory, the cutoff value of the excitation
levels leads to effects that include even higher excitations through the exponential treatment of the cluster operator
7, thus effectively outperforming similar methods such as Cl with the same excitation level cutoff. However, due to
the O(N6 « Névm"de) scaling (with N electrons/basis functions and Njpodes Cavity modes each with Ag Fock states) of
the scQED-CC method in general, including more than two Fock states has been a challenge even for small molecular
systems, 4011121841 3 |imited study has been performed including up to 10 Fock states for a half-filled four-site
Hubbard model with direct comparison to the full configuration interaction result.”8 This will have unfavorable scaling
on multi-mode cavities with quasi-continuous dispersion relations (where Npoge > 10). Nevertheless, QED-CCSD

remains one of the most accurate approaches for simulating ab initio polaritons. 107

4 | POLARITON QUANTUM DYNAMICS

In this section, we address and outline various approaches to simulate the quantum dynamics of polaritons at various
levels of theory. The essential task is trying to solve the time-dependent Schrédinger equation (TDSE)

., 0 N

ih; 1¥(1)) = Hpe[¥ (1)), (37)
where |¥(t)) is the total quantum state of the electronic-nuclear-photonic hybrid system. The time-evolution of such
a system is governed by the Pauli-Fierz QED Hamiltonian Apr (Eq. 13). Depending on this complexity of the molec-

ular system, one may perform the dynamics exactly as dictated by the TDSE (which may be prohibitively expensive

for more than a few nuclear DOFs) or resort to various approximations, such as mixed quantum-classical (MQC) ap-
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proaches, semi-classical approaches, various approximate master equation approaches (e.g., Lindblad, Redfield, etc.),
or approximate wavefunction approaches (e.g., multi-configurational Hartree-Fock). In the following discussion, we
will briefly introduce an exact method for solving polariton quantum dynamics (Sec. 4.1) as well as a few popular mixed
quantum-classical approaches (Sec. 4.2). Additionally, we will address the calculation of the exact nuclear gradients
and their effects on the quantum dynamics (Sec.4.3).

4.1 | Exact Polaritonic Quantum Dynamics

We begin by briefly discussing how to solve Eq. 37 exactly, thus giving an exact solution to the polaritonic quantum dy-
namics. There are, in principle, many possible strategies for exact quantum dynamics propagation, and we only outline
one of the most commonly used strategies based on the Born-Huang expansion 113 and subsequent propagation in
the energy basis. We describe the total wavefunction of the electron-photon-nuclear DOFs using the adiabatic-Fock
basis as,

N Nel Ne

W)= xan(Re) IRg) @ lya (Re)) @ [n), (38)
§ a n

where yan(Re) = (Re, wa, n|¥) = ((Re| ® (wa (Ry)| ® (n|)|¥) is the éany, expansion coefficient and Ag is the num-
ber of grid points for the nuclear basis set in a grid or spectral basis (e.g., discrete variable representation). 114 Here
{ly«(R))} are the electronic adiabatic states at nuclear configuration R, {|n)} are the photonic Fock states, and
{IR¢)} are the basis functions of the grid describing the nuclear DOFs.

Within this representation, the matrix elements of the total light-matter Hamiltonian Apg = Tg + Flp| are written

as,

(Tr + Apee apnm = (TR)eer apSnm + (FoD apnm (Re ) Sger (39)
1& 1
(Frdegran = =5 O\ 4 [(ReIV2IRe Y6ag + 22,5 (Ry) - (Ry1Va[Rer) + D25 (Ry) S (40)
a
X 1
(FoDap.m(Ry) = [Ea(Rg) + hwe(n + E)]fs‘,p(s,,m + fiap (RE)Tom + Darg (Re) S, (41)

where the individual terms in /:lp| (i.e., fiap, Nnm» and Dgp) were defined previously in Eq. 18. Additionally, df‘p(Rg) =
(wa|Valyp) is the non-adiabatic coupling and D;ﬁ(Rg) = (yq |V§|w,3> is the second-derivative coupling, which were
defined in Egs. 4 and 5, respectively. N is the number of nuclear DOFs in the system. We refer the reader to Ref. 114
and Ref 115 for evaluating quantities (e.g., the nuclear kinetic energy) using the grid or spectral basis for the nuclear
DOFs.

Upon diagonalization of this Hamiltonian Apg = Tr + /:lp| (Eq. 39), the electronic-nuclear-photonic eigenstates can
be obtained as,
FprlEp) = (Tr + Ap)1Ep) = EplEp). (42)

The electronic-nuclear-photonic wavefunction can then be propagated in time as,

[V(1)) = e MR W ( = 0)) = ) cpeTrt|Ep), (43)
P
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where &, is the py, eigenvalue and ¢, is the projection onto initial total wavefunction onto the p, eigenstate |E,),
Cp = (8p|‘i’(t=0)), (44)

where |¥ (¢t = 0)) is an arbitrary initial condition (in the same form as Eq. 38). Additional details on the exact propaga-
tion can be found in Refs. 116, 117, and 59.

There are many ways in which to evaluate the exact (or approximately exact) dynamics of a quantum mechani-
cal system in addition to the one outlined above, which may be one of the simplest to write down. However, other
approaches exist, such as the Multi-configuration time-dependent Hartree (MCTDH), 118:119:120:60:121 the exact fac-
torization (XF)11122 the hierarchical equation of motion (HEOM)123124 etc., which have been already used for
exploration in polaritonic systems. Additionally, ab initio multiple spawning (AIMS), 125126 Ehrenfest multiple cloning
(EMC), 127569 and their variants 128:129:130 ¢oyd also be adapted for polaritonic dynamics to give nearly exact results.

4.2 | Trajectory-based Approaches

In lieu of an exact propagation of the total wavefunction, including electron, photon, and nuclear DOFs as quantum
mechanical DOFs, we now move to a discussion of Mixed Quantum-Classical (MQC) and Semi-classical approaches.
These methods are trajectory-based schemes of varying complexity and accuracy in the sense that the nuclear (and
in some cases photonic) distribution is now composed of an ensemble of trajectories in order to compute observables
over the entire nuclear (and/or photonic) initial distribution as ensemble averages. Further, usually the trajectories
are taken to be completely independent of one another, aside from the initial nuclear distribution, with some recent
exceptions of the coupled-trajectory approaches and quasi-coupled trajectories approaches stemming from the exact
factorization scheme, 131;132:133;134

Two schemes exist for applying the MQC approach: (1) treating the nuclear and photon DOFs classically or (Il)
treating only the nuclear DOFs classically. While both approaches will yield interesting results, we will focus on scheme
(1) where the photon is treated fully quantum mechanically. In the following two sections, we will briefly outline two
approaches commonly used in the quantum dynamics, namely the mean-field Ehrenfest and fewest switches surface
hopping.

4.2.1 | Mean-field Ehrenfest

Ehrenfest (EH) dynamics is a MQC approach for propagating the coupled electron-photon-nuclear dynamics. 135:136:127
We choose to treat the electronic and photonic DOFs as fully quantum mechanical while treating the nuclear DOFs
as classical ones. In this way, we can write the total wavefunction (Eq. 38) in an approximate form, including only the
electronic and photonic DOFs explicitly and the nuclear DOFs as parameters as,

Nel Ne

V(6 = D" " can(t)lya (R(£)), n), (45)

where cqn(t) = (wa (R(t)),n|\¥(t)) is the any, time-dependent, adiabatic-Fock expansion coefficient, |yq (R(t)))
is the ay, electronic adiabatic wavefunction parameterized by the nuclear positions at time ¢, R(¢), and |n) is the
time-independent photonic Fock state. The time-dependent electronic-photonic wavefunction |®(t)) is evolved by
approximating the time-dependent Schrédinger equation (TDSE), i% |¥(t)) = App|¥(t)) (see Egs. 13 and 18), as the
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following set of differential equations for the expansion coefficients in the adiabatic-Fock basis,

Nel dR(f) Nel Ne
Can(t) = ~ieantan(t) = ) [ == - dag(R()) = iDag] epn(t) =i )" > fiap Mom Cpm (1) (46)
B gom

Here, dy5(R(t)) = (wa (R(2))|Vr|¥s(R(t))) is the derivative coupling (Eq. 4) and dl}l(tt) is the classical nuclear ve-
locity. The matrix elements eq.n, fap: Mnm, and Dqp were defined previously in Eq. 18. To achieve this expression,

one assumes that the second-derivative couplings are vanishingly small and that the nuclear distribution is sharply
peaked around its average position. Additionally, we have made use of the orthogonality of the vacuum Fock states,
(n|m) = &,m as well as noting that the nuclear gradient does not act on the photonic basis states (i.e., {(n|Vg|m) = 0)
since they do not depend on the nuclear positions R. This non-dependency of the photonic basis states leads to a large
amount of sparsity in the matrices, and as noted earlier in Section 3.1.1, sparse matrix methods could be employed to
achieve more efficient calculations. Note that this is not true, for example, when employing the PFS photonic basis
(Section 3.1.2), where the definition of the photonic basis states relies on the nuclear positions through the use of the

molecular dipole operator. 61

In order to propagate the classical nuclear DOFs, the classical-like force is simply the sum of all contributions from
the elements of the reduced density matrix, pangm(t) = ¢ ,(t)cpm(t). In this way, the force can be written as,
A Nel Ne .
F(t) = (YR IVRAIYR()) = = " " pangm(t) (Wa (R(2)), n|VrAp ¥ (R(2)), m), (47)

af nm
where the nuclear gradients on the Hamiltonian VR/:Ip| will be discussed in detail in Sec. 4.3. For a similar description
in terms of the polaritonic basis, see Ref. 36.
4.2.2 | Linearized Spin-mapping

In the fully linearized spin-mapping framework, 137:138:139:140 3y electronic-only, two-operator correlation function
can be written as,

Cas(t) = ( Aw(Z(0)) Bw(Z(1)) )spin-Lsc (48)

where Ay (Fy) is the Stratonovich-Weyl (SW) transform of operator A (B). The measurement of an arbitrary operator
at time ¢ can be written as,

[Blw(Z.1) = Bw(Z (1)) = Tr[B dw(Z(1))]. (49)
The SW kernel can be written as,
Nel Ne
ow(Z,1) =5 Z,,: 2 (zan(t)Z*m(t) = YW8apSom |1y ) (ypm. (50)

in a diabatic basis for the N, polaritonic states. The SW kernel is evaluated as a function of the complex-valued, time-

evolved mapping variables Z = {Z1, Z, ..., ZNpoI } with a fixed zero-point energy parameter yy = ﬁ (VNpol +1-1).
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It should be noted that the approach outlined here is one of many realizations for spin-mapping dynamics. In this
work, we focus on the so-called spin-mapping dynamics confined to the W-sphere, which shows the most accurate

results for the widest variety of systems. 137:138:141:142;143

The correlation function for the time-evolved density matrix ps,gm, given an initial excitation to state arbitrary
state o/ (i.e., A = |o/){c/| in Eq. 48) is evaluated using focused initial conditions such that,

Panpm (t) z/ dR dP dZ p, (R, P) ol [Iwan)(wpmllw (Z(1))), (51)

(o)

where pp, (R, P) is the Wigner distribution for the nuclear DOFs, and Pw

is the initially focused distribution for the
mapping variables,

(ol) _ oll” — YW — an#ol anl” — YW
__ sz 2 2)n 5(|Zanl? ) (52)
W [dZ8(1Z6112 = yw = 2 Manzo16 (1 Zanl? = yw)
For a given initial state o/, the mapping variables Z are initialized as,
Zs1 =2+ yw €' (Initially focused state)
Zan = \Yw g/fan an # ol (53)

with {6} randomly sampled between 0 and 2, independently from one another.

The propagation of the mapping and nuclear variables can be done identically to Eq. 47 with the state-dependent
forces Fe(R,Z),

Nel Ne

1 A
Fo(RZ) =5 > > panpm(Va n| VR (R)yp. m). (54)
af nm
with
1 *
Panpm = i(zzx,n(t)zﬂ,m(t) - }’W5a/35nm)~ (55)

For more details on the linearized spin mapping approach, we refer the reader to Refs. 137, 138, and 140. We also
want to point out extensions of the spin mapping approach to partially linearized methods 144:140:145:146 55 \vel| as a

recently developed surface hopping-inspired spin mapping formalism, 147:148:149

4.2.3 | Surface Hopping

We now move to an alternative description of mixed quantum classical treatment of the dynamics known as Fewest
Switches Surface Hopping (FSSH), which is one of many variants of the surface hopping.1°%151 This method ap-
proaches the problem in a more classical way, propagating the nuclei on a single adiabatic surface until a discontinuous
hop is performed. Once a hop is achieved, which must satisfy energy conservation through a rescaling of the classical
nuclear velocities, then the nuclear forces are now derived from the new adiabatic state. The electronic DOFs are
propagated according to the Schrodinger equation, and the probabilities for hopping between adiabatic states are

proportional to the first-order non-adiabatic couplings d,3 between adiabatic states. This approach has also been
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recently used to simulate polariton chemistry, 27:152:77:28;153;116;154

It is well-known that surface hopping approaches perform better when the propagation is done in the adiabatic
(i.e., polariton) basis. However, many “tricks” exist to propagate the quantum mechanical DOFs in a locally diabatic
basis for higher accuracy and to work around the sharply peaked non-adiabatic couplings throughout the nuclear
dynamics. The total wavefunction for the quantum mechanical DOFs (i.e., the electrons and photons) can be written

as,

N pol

Y (t)) = Z i (D19 (R(1))), (56)

J

where ¢;(t) = (¥ (t)|®;(R(t))) is the time-dependent expansion coefficient for polaritonic state j and N, is the
number of polaritonic states. During the nuclear dynamics, the active polaritonic state S dictates the nuclear forces,

which can be written as,
F(t) = —(Ps(R())|VRHp|Ps(R(1))) = —VREs(R(2)). (57)

At each nuclear time-step At, the probability to hop from the current active polaritonic state S to any other polaritonic

state j is computed as,

Ps_; (1) = MAX[ - Z:;Ego} (58)
with,
R
o5 (1) = 2Reps; (1)] T - ds; (R(1)). (59)

Here, ds; (R(t)) is the non-adiabatic coupling between polaritonic states, dS(tt) = R(t) are the classical nuclear veloc-

ities, and ps; (t) = cg(t)cj-(t) is the reduced density matrix in the polaritonic basis. Between nuclear time-steps, the

electronic DOFs are updated via direct propagation of the time-dependent Schrodinger equation as,

Npol

¢i(t) = —iEj(R(£)c;(8) = > () R(t) - djic(R(2)). (60)

k

It is well known 151 that FSSH suffers from producing overly coherent results (or, equivalently, a lack of proper deco-
herence between quantum states) within the expansion electronic coefficients and will subsequently be problematic
for the polaritonic coefficients.1>! Many ad hoc corrections exist to modify the expansion coefficients in FSSH to
account for decoherence, such as the instantaneous decoherence correction (IDC), 155127 the energy-based deco-
herence correction (EDC),1%¢ etc., as well as other forms of the surface hopping scheme, such as the augmented
surface hopping (A-FSSH), 157 the decoherence-induced surface hopping (DISH), 158 and the global flux surface hop-

ping 159 schemes. More recently, a spin-mapping 145;144;140;137;138;139;160;141;142;143

analogue of the surface hopping
approach was constructed and mitigates much of the shortcomings of the standard FSSH procedure without ad hoc
adjustments, 147:148

A major simplicity afforded by the FSSH method is that the derivative coupling vectors d;« (R(t)) are not explicitly

required as the nuclear forces (unlike in the mean-field MQC methods) do not require this quantity for time-evolution

https://doi.org/10.26434/chemrxiv-2024-72ghz ORCID: https://orcid.org/0000-0002-8639-9299 Content not peer-reviewed by ChemRxiv. License: CC BY 4.0


https://doi.org/10.26434/chemrxiv-2024-72ghz
https://orcid.org/0000-0002-8639-9299
https://creativecommons.org/licenses/by/4.0/

Weight et al. 25

of the electronic or nuclear DOFs except at the hops for the nuclear velocity rescaling. To be clear, the electronic
propagation only requires the scalar non-adiabatic coupling terms d;¢ (R(t)) - R(t) = (¥l % |W¥¢ ), which can be eas-
ily obtained via finite difference wavefunction overlaps of the polaritonic states throughout the trajectory. 1611162
This procedure is drastically cheaper than the direct computation of the non-adiabatic coupling vectors themselves,
as one only needs to compute the non-adiabatic coupling vectors to rescale the nuclei at the moment of a hop. 1°°
Further, one can ignore the asymmetric nuclear velocity rescaling altogether and perform uniform energy-based rescal-
ing, which is known to provide slightly worse dynamics but alleviates the computation of the vector non-adiabatic
couplings altogether, providing a substantial speed-up in ab initio simulations. It is also worth mentioning that the
first-order non-adiabatic couplings of the electronic subsystem dy5(R(t)) can be approximated using the scalar non-

adiabatic coupling and the diagonal gradients. 163:164

4.3 | Exact QED Nuclear Gradients

In the aforementioned mean-field, MQC Ehrenfest approach as well as other mean-field approaches not discussed
here, 144:140;:138;165;166 the nuclear force is written as a weighted average over the reduced density matrix involving
both the diagonal gradients of the adiabatic states as well as the off-diagonal non-adiabatic couplings (see Eq. 47).

Here, VRHAp s,

. . A2
VRHpl = VRHe|+1/%A(é‘ +8) VRt + - V. (61)

Note here that the matrix elements of VRFlph are zero in the adiabatic-Fock basis and that the matrix elements of Vg He
will lead to the usual electronic gradient of the adiabatic PESs, VR E4 (R), as well as the non-adiabatic couplings, ds 5 (R)
(Eqg. 4). Additional terms arise in the nuclear force that are proportional to the gradient on the molecular dipole matrix
elements Vg4, and these terms may contribute large amounts to the nuclear force in regions of large light-matter
coupling A.

116

Using the chain rule, **° the matrix elements of the nuclear gradient operator for the ay, nuclear DOF acting on

the polaritonic Hamiltonian can be written as,
[V2 Al = V[ Ag] = [Ap][d?] + [d°1[Ap] = V2 [Api] + X2, (62)

where [V?Hy ], [Ap] and [d?] are the matrix representations (in the adiabatic-Fock basis) of VA, A, and the

non-adiabatic coupling operators, respectively, along the ay, nuclear DOF, and we have defined the matrix
X? = [d°1[Ap] - [Ap][d°]. (63)
Note that [d?] is the same as that of Eq. 4 but in the full electron-photon Hilbert space as d ® jph. As a concrete

example, for a polaritonic system composed of two electronic adiabatic states {|g), |e) } and two photonic Fock states
{|0), 1)}, the 4 x 4 gradient matrices can be written explicitly, with the v? [’:"pl] expressed as,

VZ (Eg + Dygg) Ve Dge Viigg Védge
N viD V? (Ee + D, Vaj Véji
Va[HpI] _ a~eg ( Z~ ce) . Heg aﬂes i (64)
Viigg Viige V? (Eg + Dgg) Ve Dge
Vaﬂeg Véfiee v Deg V2 (Ee + Dee)
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FIGURE 4 (a) Two-state, one-dimensional Shin-Metiu (SM) model along with the (b) non-adiabatic coupling
matrix element dge element and (c) dipole matrix elements pigg, pige, pee as functions of the nuclear coordinate R (d)
SM model coupled to an optical cavity of frequency wc = 0.1 a.u. and coupling strength Ag = 0.05 a.u. using a highly
truncated basis of two electronic states {|g), |e)} and two photonic Fock states {|0), |1)} The average photon
number in the length gauge (474) is shown with the colorbar, where (474) = 0.0 represents purely electronic
character. (e) Various contributions to the nuclear gradient as functions of nuclear position R. (f) Exact quantum
solution for the population dynamics using the approximate (dashed curves) gradient at the Jaynes-Cummings level
(i.e. with completely uncoupled |g,0) and basis |e, 1) states) and the Pauli-Fierz gradient (solid curves).

and [ X?] as,
2d}. Deg die(Ee — Eg+ Dee — Dgg) 2dZ fige de (Aee — Agg)
[Xa] _ dge(Ee —Eg+ Dee — Dgg) nggDeg d§e (ﬁee - ﬁgg) Zdéagljge )
2dZeflge die (Aee — Agg) 2dg.Deg dge(Ee — Eg + Doe — Dygg)
d_ge (pee - pgg) 2dggﬁge dge(Ee — Eg+ Dee — Dgg) 2deag Deg

(65)
Note that fiqp = wcAg(é-pap) and Dap = wcAg Z:,VE' (é-ptay) (é-p1yp), where N is the number of electronic adiabatic
states (i.e., Noi = 2 in this example), as defined in Eq. 18. For additional details regarding the nuclear gradients, we refer
to interested reader to Ref. 116 and Ref. 154. These nuclear gradients have been the hardest hurdle to overcome in
performing on-the-fly simulations with realistic, ab initio systems, since the nuclear gradients on the molecular dipole
are not widely available analytically. 167 However, some recent work has been done in achieving MQC dynamics
at the Jaynes-Cummings level (i.e., without the dipole self-energy term and ignoring the highly oscillatory terms in
the light-matter interaction Hamiltonian) through iterative schemes2® or through the approximation of the gradient
via a Taylor expansion. 18 However, for further theoretical advancement, the community requires work toward the
efficient and analytic evaluation of these nuclear gradients to enable another theoretical leap in the simulation of
polariton dynamics for realistic systems.

Fig. 4 presents an example of the effects of the nuclear gradients on the quantum dynamics of the system. 116 As
before, the one-electron Shin-Metiu model is used and provides access to a realistic ab initio system, albeit simplified.
Fig. 4a-c show the bare electronic properties, lowest two potential energy surfaces E4 (R), the non-adiabatic coupling
dge (R) (Eq. 4), and the molecular dipole matrix elements u,p(R). Fig. 4d extends Fig. 4a to include the quantized
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FIGURE 5 (a, top) Depiction of the one-electron Shin-Metiu model system, with two fixed nuclei (red and blue)
of unit positive charge, one proton at position R (black), and one electron (green) at position r. (a, bottom) The
potential energy of the proton Vj, (black) and of the electron V¢ (green). (b) The ground and first electronic states of
the Shin-Metiu model system as functions of the proton position R, showcasing an avoided crossing near R = 2.0 a.u.
(c) Polaritonic potential energy surfaces as a function of the proton coordinate R for two choices of light-matter
coupling strength Ag = 0.01 a.u. (d-f) Population dynamics for various MQC methods (d) spin-LSC, (e) Ehrenfest, and
(f) FSSH. The initial conditions are |e, 0) at the proton position R = —4 and for the same choice of light-matter
coupling strength as panel (c). The exact results are shown in solid curves whereas the approximate MQC results are
shown as circles. All polaritonic states were described in a truncated basis of two electronic states |g) and |e) and
two photon vacuum states |0) and |1).

cavity photon in the four-state basis of |g,0), |e,0), |g, 1), and |e,1). The colorbar indicates the average photon
number (474). The gradients in this basis take the form of Eq. 62. Fig. 4e shows only a few of these matrix elements
as a function of the nuclear coordinate. For example, the V[V ]eog1 = V[Hpileogr is the off-diagonal gradient of the
Hamiltonian shown in Eq. 64, and the other elements are of the quantity X = [d][Hp] - [Hpi][d] which relates to the
cavity-mediated non-adiabatic couplings. Due to the light-matter couplings, the |g,0) and |g, 1) are coupled through
the gradient on the permanent dipole moment pugg as well as through the non-adiabatic coupling multiplied by the
transition dipole moment pige, in total, proportional to Vyugg (R) +2dge (R) uge (R). This can be seen directly in the Xgo g1
curve in Fig. 4e given that the permanent dipole moment pgg has a constant gradient near R = 0.0 and thus provides
a plateau for Xgog1 in the same region. Most importantly, the redistribution of dge among all the basis states allows
for a complex and interesting non-adiabatic events that would be absent without the light-matter coupling. Finally,
Fig. 4e shows the quantum dynamics simulation using the exact nuclear gradients (solid curves, Eq. 62) in addition to
showing the approximate population dynamics using the approximate gradients of the Jaynes-Cummings Hamiltonian
in the |e,0), |g, 1) subspace (dashed curves, see Ref. 116 for more details). Clearly, additional states beyond the JC
subspace will be explored by the quantum dynamics of the hybrid system due to the NACs among these states. The
population of the |e1) state is mainly contributed from the population transfer from the |e0) state due to the light-
matter coupling originating from the permanent dipole pee. In addition, the population transition between |e0) and
|g1) is mediated by the cavity-induced coupling near R = 0.0, where the PES exhibits a strong mixing between these
two states as shown in Fig. 4d.
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As a concrete example of the above-mentioned MQC dynamics applied to a “realistic ab initio” system, the authors
of Ref. 154 explore the one-electron Shin-Metiu model system (shown in Fig. 5a). This model system is composed
of four species: two heavy particles fixed-in-space (red and blue) with unit positive charge as well as a mobile and
classical proton (black) and a quantum mechanical electron (green). Below the system, Fig. 5a shows the potential
energy of the proton (black curve) as well as that of the electron (green curve) as a function of the proton coordinate
R. For a detailed explanation of the parameters of this asymmetric Shin-Metiu model, we refer the interested reader
to Ref. 154. The two lowest energy Born-Oppenheimer potential energy surfaces (i.e., the ground and first excited
adiabatic states), £g and Ee, are shown in Fig. 5b, which exhibit an avoided crossing near R = 2.0 a.u.

Using these two electronic states as well as two photon number states, |0) and |1), as a basis, the four polaritonic
Born-Oppenheimer surfaces were constructed at a light-matter coupling strength Ag = 0.01 (Fig. 5¢) with the curves
colored by their average photon number, (474) (see colorbar). The cavity frequency is wc = 0.1 a.u. After vertical
excitation from the R = —4.0 a.u. to the |e, 0) basis state (i.e., a linear combination of polaritonic states), the quantum
dynamics of the system was performed using the (Fig. 5d) MQC spin-LSC, (Fig. 5e) MQC Ehrenfest, and (Fig. 5f) MQC
FSSH approaches. 134 The MQC results are shown in circles while the exact results are shown as solid curves. For
these MQC simulations, the exact nuclear gradient was implemented (as discussed in the previous section, Sec. 4.3)
in order to compute the exact polaritonic nuclear force. At short times (< 20 fs), the nuclear wavepacket starts in and
quickly leaves the region of strong light-matter coupling, showcasing a fast decay in coherent oscillations from the
light-matter coupling. At ~20 fs, the nuclear wavepacket crosses the electronic non-adiabatic region near R = 2.0 a.u.
where much of the population decays to the total ground state, |g,0), before the simulation ends. In this example,
spin-LSC MQC dynamics performs better than either Ehrenfest or FSSH. It should be noted here that FSSH can
generally be improved by using various decoherence corrections. 156 Specifically, spin-LSC is able to capture the weak
population of the |e, 1) state (green) while Ehrenfest (and to a lesser extent FSSH) dramatically over-populates this
state. Furthermore, Ehrenfest and FSSH do not accurately predict the electronic non-adiabtic crossing time, instead

showing a delay of 5-10 fs.

5 | TOWARD REALISTIC POLARITONS

5.1 | Machine Learning

As pointed out in previous sections (e.g., Sec. 4), performing trajectory-based ab initio polaritonic dynamics requires
multiple properties of the molecular system, including the energy matrix, (/—7)0{5, transition dipole matrix, (4)qp, and
the nuclear gradients of both (VRFI)ap and (Vri)qp. The gradient on the energy leads to the usual state gradients
VREq as well as the first-order non-adiabatic couplings Vrdag (Eq. 4). These non-adiabatic couplings may be analyti-
cally available in some electronic structure software, such as QCHEM, 162 MOLPRO, 170:171 NEXMD, 155 etc. but not
all, and largely depend on the level of electronic structure itself. Further, the nuclear gradients of the transition dipole
matrix elements, to our knowledge, is not implemented in an analytical form in any common electronic structure
software.

With this current limitation in obtaining the exact polaritonic gradient (see Sec. 4.3), we turn toward the use of
machine learning, which will allow one to train the molecular dipole as a function of the nuclear coordinates. Then
the nuclear gradient can be obtained analytically from the gradient of the trained dipole function. One of the many
possible techniques is the kernel ridge regression (KRR) scheme, which relies on supervised learning of the molecular
dipole matrix and has been used in several recent works. 172:173:174 | this approach, the molecular property, ,u;;(R)

(the a By, matrix element of the transition dipole moment in the xf(h spatial direction), is trained based on a function
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FIGURE 6 (a) Ground and first excited potential energy surface of bare azomethane as computed by CASSCF
along its CNNC dihedral angle coordinate, showcasing a conical intersection (Cl). (b) Polaritonic potential energy
surfaces at light-matter coupling strength Ag = 0.05 a.u. (solid curves) and Ag = 0.5 a.u. (circles). (c) Dipole matrix
elements along the CNNC dihedral coordinate and projected along the Y-axis of the molecule (perpendicular to the
molecular plane) computed by CASSCEF (solid curves) and the machine learning framework (open circes). (d) The
nuclear gradient on the polariton potential energy surfaces. (e) Population dynamics at varying coupling strengths Ag
=0.05 a.u. (red solid curve, middle) and Ag = 0.5 a.u. (open circles, bottom) as well as outside the cavity (green, top).

of the nuclear coordinates which are represented by a molecular descriptor m such that,

_ \m—m(s) \2

M
pas(m) = ) wek(m.m®),  K(m.m®)=e 27 (66)
s

where m(®) is the molecular descriptor for the sy, nuclear configuration (with A4 total training configurations), K is the
Gaussian kernel function with w; as the regression coefficient and o as the width. This choice of kernel function is a
radial basis function and only depends on the absolute distance between m and mg with a single parameter o. The
coefficients w; are trained by minimizing a cost function C defined as,

M
— X f 2 T
Cs= Z [,ua;(m(s)) — U (R)]” + AWTKW. (67)
s
Here y;elg(R) is the reference molecular property value (often calculated numerically by finite-difference methods), A
is a Lagrange multiplier, and W is the matrix of regression coefficients. The choice of molecular descriptor m for the
nuclear geometry can be one of many, but one of the simplest choices is the Coulomb matrix, MR, %R, = ZRs ZR, /| Ry —
R.| where R; is the spatial coordinates of nucleus a and Z, its nuclear charge. Once the dipole matrix elements are

trained as a function of molecular descriptor, y;’; (m), the nuclear gradient can be obtained by the chain rule as,

e _ - W) om
0R:j 7 omy dR:j ’

(68)
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Here m, is an element of the molecular descriptor and R:f are the coordinated of nucleus a in the direction x;. For
additional details on using the KRR method for molecular properties in polaritonics, we refer the reader to Ref. 175.

Fig. 6 presents recent work 17> by Hu and Huo using the KRR approach to parameterize the transition and perma-
nent dipoles of the azomethane molecule (Fig. 6a), which exhibits a conical intersection between the ground Sy and
excited S; electronic states as a function of the dihedral angle. Inside the cavity (Fig. 6b), the ground and excited states
hybridize (black box) to form exciton-polaritons { &;} with mixed electronic (primarily Sp and S;) and well as photonic
character (primarily n = 0 and 1 vacuum Fock states). To perform the quantum dynamics simulations, the molecular
dipole and its gradient were trained based on the KRR approach to yield the analytic dipole matrix elements, shown
in Fig. 6c against the exact results using the CASSCF electronic structure method as the training/exact data. The total
polaritonic gradient of the first Vg & and second V5 &; excited polaritonic states is shown in Fig. 6d (see Eq. 64). Using
these learned values, the quantum dynamics simulation of the photoisomerization of azomethane results are shown
in Fig. 6e. Inside the cavity, at a small coupling strength of Ay = 0.05 a.u., the avoided crossing between the first and
second excited polaritonic states (black box in Fig. 6b) reduces the amount of product formed by the photo-reaction
by bifurcating the wavepacket before reaching the conical intersection. At an increased coupling strength (Ag = 0.50
a.u.), this effect is increased, reducing the overall population of the trans-product to less than 40% from the original

product yield of 60% by increasing the population transfer at the polaritonic avoided crossing region.

5.2 | Simulating Cavity Loss with Trajectory Methods

Lindblad decay theory can be used to simulate the effects of photonic loss channels in semi-classical dynamics meth-
ods. The most general Markovian description of a dissipative environment (i.e., modes external to the cavity) in-
teracting with the electron-photon subsystem j(¢) of interest that is both norm-preserving and always provides a
positive-valued population is the Lindblad master equation. For the current problem, this can be written as,

dp P

ia -
£ A, +T(LpLT -
9t h[ PI+T|Lp

= Lcoh. [A1+ Lpiss. [A] (69)

where g is the reduced density operator of the quantum subsystem including the electronic and photonic DOFs, A
is the polaritonic Hamiltonian including the non-adiabatic terms, L is a Lindblad jump operator that mediates the
dissipation due to an effective environment (i.e., loss channel), I" is the dissipation rate, {A, B} = AB + BA is the anti-
commutator of matrices A and B and [A, B] = AB — BA is the commutator. Lcon and Lpjss are super-operators
in Liouville space which describe the quantum mechanical evolution of the electron-photon subsystem under the
Hermitian Hamiltonian 4 which governs the coherent evolution of the system and £ which governs the dissipation
(i.e., incoherent evolution). Lindblad dynamics ensure the conservation of the total population of the system. The

Lindblad jump operator that governs the photon dissipation channel in Fabry-Perot cavities is defined as,
Ne
[=iy@a=1Ige ) Vnln-1)nl, (70)
n

where 3 is the photonic annihilation operator and fe| is the identity operator for the electronic subspace. This jump
operator L facilitates population transfer from one photonic Fock state to the one below (|n) — |n — 1)) while also

creating decoherence between the original state (|n)) and all other states (|m # n)).
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The evolution of the reduced density matrix 4 in the Liouville space can be written as,
1
A(t+dt) = elLcontLpiss )t [5(1)] ~ e7-LDiss.dte£Coh.dte%LDiss,dt[ﬁ(t)]’ (71)

where a short-time evolution by dt can be approximated to first-order by the symmetric, factorized product of indi-
vidual exponentiated Liouville operators. This leads to a time-reversible and symplectic propagation for the simulated
cavity loss, at a similar level to a velocity-Verlet-like scheme. The time-evolution can then be obtained as a step-wise
propagation using the following equations of motion,

p(0) = 2 Lo~ LI LA}, p(0)=~L1AA0]  p0) = 5 (Lo - LI Lp)). (72
We can expand the equations of motion in the adiabatic-Fock basis (Sec. 3.1.1). We define the matrix elements of the
polaritonic Hamiltonian including the first-order non-adiabatic couplings as Hungm = (Hpl)angm—ihdag- R&,m, where
we have used the fact that the Fock states have no dependence on the nuclear coordinates danpm = dap&nm and
that R is the classical velocity of the nuclei. Further, the matrix elements of the Lindblad jump operator can be written
as Lanpm = \m&n.m-1 84, Which has no affect on the electronic states. Fig. 7 presents results of the computational
method by combining (Fig. 7a-d) Ehrenfest and (Fig. 7e,f) surface hopping dynamics with a stochastic extension to the
previously outlined Lindblad decay. For details pertaining to the stochastic analogue to the aforementioned Lindblad
loss approach, see Ref. 176. This approach stochastically maps the dynamics in Liouville space to dynamics in the
Hilbert space. We refer to this method as the £-MFE approach. The convergence of this approach 176 with respect
to the number of trajectories is similar to any mixed quantum-classical method, thus the addition of the stochastic
cavity loss does not increase the computational cost. This is a general scheme that can be easily incorporated into
any trajectory-based dynamics approaches, such as Ehrenfest, FSSH, or mapping approaches, or additionally to any
trajectory-guided wavepacket-based methods, such as ab initio multiple spawning or ab initio multiple cloning.

The model system 13 portrays an isomerization reaction containing two electronic states |g) and |e) and two
photonic Fock states |0) and |1) with a spin-boson bath for the nuclear DOFs to mediate electronic transitions. Due
to the use of the Jaynes-Cummings Hamiltonian in the single-excited subspace, the ground state is “uncoupled” from
the excited states via direct light-matter interaction; however, due to the cavity loss, the Lindblad decay mediates
population transfer from |g, 1) — |g,0) with a rate of I".

Fig. 7a,b show the potential energy surfaces of the three states with light-matter coupling Ag set to 0.0 eV (Fig. 7a)
and 0.136 eV (Fig. 7b) with a cavity frequency of wc = 1.632 eV. Fig. 7c,d present the polariton population dynamics
in the adiabatic-Fock basis with loss rates of ' = 0 meV (Fig. 7c) and I = 1 meV (Fig. 7d). The numerically exact results
are obtained using the discrete variable representation (DVR) basis 114 for the nuclear DOF and Fock states for the
photonic basis. As shown in Fig. 7c, the £-MFE dynamics (dotted line) capture the essential physics of the problem
but deviate from the exact simulations (solid) at a longer time, which is a known problem of the mean-field Ehrenfest
approach and is not the main point of this discussion. The dynamics portrayed with a loss rate of I' = 0.0 meV (Fig. 7c)
reduce exactly to the dynamics of a closed quantum system with zero population residing in the uncoupled ground
state, at any time ¢t. At increased cavity loss of I = 1 meV (Fig. 7d), the system slowly populates the ground polaritonic
states by funneling population from |g, 1) to |g,0). This gives rise to plateaus in the ground state population curve
when the majority of the population is present in the |e, 1) state during the coherent population transfer processes,
most pronounced at short times ¢ < 1.0 ps.

Fig. 7e,f provides a direct application of this method to an ab initio on-the-fly dynamics study of the isomerization

of azomethane (a direct extension to the results shown in Fig. 6).17> The polaritonic potential energy surfaces can
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FIGURE 7 Potential energy surfaces (PESs) and population dynamics of the model isomerization reaction
coupled to the cavity. Panel (a) presents the diabatic PESs where the dark blue line is the |g,0) PES, the cyan line is
the |e,0) PES, and the magenta line is the |g, 1) PES. Panel (b) presents the adiabatic PESs where the dark blue line
is the uncoupled ground state |g,0) PES, the middle line (labeled |LP)) is the lower polariton PES, and the upper line
(labeled |UP)) is the upper polariton PES. The colors along the adiabatic PESs represent the diabatic character at
each nuclear position. Panels (c)-(d) present the polaritonic population dynamics with a decay rate of (c) I = 0 and (d)
" = 1 meV. The solid lines are exact Lindblad dynamics, while the dotted lines are the approximate L-MFE method.
The colors of the curves represent the population of various adiabatic-Fock basis states: |g,0) (dark blue), |e, 0)
(cyan), and |g, 1) (magenta). For the same on-the-fly ab initio isomerization as shown in Fig. 6, panels (e)-(f) show the
trans isomer population dynamics for various cavity loss rates I' = 0, 2, 4, 8, 16, 32, and 64 meV (colors, top to
bottom) at light-matter coupling strengths of Ag = (€) 0.05 a.u. and (f) 0.5 a.u. The results outside the cavity is shown
as a solid black curve.

be found in Fig. 6b. The loss rate I was varied (colors) from ' = 0.0 to 64 meV for a light-matter coupling strengths
Ao = (Fig. 7€) 0.05 a.u. and (Fig. 7f) 0.5 a.u. At low coupling strength, the effects of the cavity loss are minimal. The
dynamics at increased coupling strength allow for additional population to transfer to |g, 1) leading to fast decay into
the cis-ground state |g,0) without allowing enough time for the nuclear rearrangement to the trans-isomer before
relaxing. This almost completely removes the isomerization pathway previously available to the system, effectively
turning off the isomerization process for increased cavity loss rate.

In the present cases, the effects of cavity loss provide an additional factor when considering cavity-modified
reaction rates - in the present ab initio case, the cavity loss coincide with the effects of the light-matter coupling
strength which decreases the reaction yield. Overall, explicitly including cavity loss in realistic polaritonic dynamics is
required for a rigorous and consistent comparison to experiment, where the cavity loss rates are substantial enough
to cause dramatic effects on the population dynamics and subsequent photo-reaction pathways accessible to the
system.
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FIGURE 8 (a) Schematics of N molecules coupled to a FP cavity. (b) Polariton Eigenspectrum predicted by the
Tavis-Cummings (TC) model. (c) Polariton Eigenspectrum predicted by the Jaynes-Cummings (JC) model. (d)
Time-dependent polaritonic energies colored by (left) photonic character and (right) non-adiabatic coupling from a
representative trajectory. (e) Time-dependent polaritonic populations of the ground-state (gray), upper polariton
states (red), lower polariton state (blue), as well as the total population of the dark-states (black). Panels (d) and (e)
were taken from https:/pubs.acs.org/doi/10.1021/acsnano.4c05871

5.3 | Extending to many-molecule and many-mode simulations

In reality, optical cavities are composed of many photonic modes/wavevectors (i.e., cavity dispersion relations) whose
form depends on the type of cavity. For example, in typical Fabry-Perot (parallel mirror cavities, Fig. 8a), the dispersion
relation can be written as £, (6) = %cw/kf +k2 = n—”cckz\H +tan? 6, which depends on the angle of the external
probe, 6 = tan™" (ky/k;). Here c is the speed of light in vacuum, n¢ is the refractive index inside the cavity, and #k is
the momentum of the photon. It should be noted that there are many other cavity designs, most notably the plasmonic
cavity which contain many varied geometrical arrangements of nanoparticles-on-metal-surfaces which lead to a wide
variety of cavity dispersion relations. 177 As shown in Fig. 8a, the total wavevector k = (k,, k) is related to the quasi-
continuous parallel k, and strictly quantized perpendicular k, modes. Additionally, there may be many molecules Ny
collectively coupled to these cavity modes Npode, The scaling of such a Hilbert space (given by the Hamiltonian in
Eq. 17) can be written as dim[A] « Né\llm"' X Név"‘"de, which is exponential in both the number of molecules as well as
the number of photon modes. While not the focus of this review, for extended systems (i.e., solids), the incorporation
of k-points raises further issues regarding the conservation of momentum between the electron and photon systems.
This has been discussed in a few recent works. 178179 |n any case, making the long wavelength approximation nullifies
any mismatch between the electron and photon momenta.

To overcome this unfeasible scaling, many works have shown that excited polaritonic states at weak-to-moderate

light-matter coupling strengths can be simulated in the so-called first-excited subspace of the total Hamiltonian

(Eq. 17). In singly excited subspace, the overall scaling can be written as dim[A] o« Ngj Nmol M Nmode» Which is now
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FIGURE 9 Numerical scaling of the Pauli-Fierz Hamiltonian in various subspaces: S; (black), S, (red), Ss (green)
as well as the full Hilbert space Sgyy, (blue) as a function of the number of molecules. The number of
configurations/basis states are shown as solid curves and the required memory to store the Hamiltonian is shown as
dashed curves. The thin, dashed gray line represents 100 GB of memory. Here, we assume only two electronic
states per molecule, a single photonic mode with two Fock states, and a real-valued Hamiltonian (i.e., complex would
simply double the memory requirements).

linear scaling in all quantities. The zeroth Sy and singly excited S; subspaces can be explicitly written as,

Nimol Nmode
1S0) = ®|g><">® X 1™, (73)
M
Nmol / Nmol Nmo Nmode ; N-1 Nmode
s0= 2, (®|g><5>®|e><*‘>®®|g><5>)®|0>+®|0></‘>® > (@™ em™e ¢ 0™)
B<A B>A M M<N M>N

(74)

where we assumed only a single molecular ground and excited state per molecule {|g), |e)} and a single excited photon
{|0),]1)} per mode, which is already a major approximation for most molecules with many nearby excited states.
Higher-order subspaces have also been explored, 182 but even including the second excited subspace produces highly
unfavorable scaling with a realistic number of molecules Npo ~ 108. Fig. 9 presents the numerical scaling (i.e. the
number of possible configurations/basis states) as solid curves as well as the required memory to store the Hamiltonian
(dashed curves) as a function of the number of molecules. Here, we assume only two electronic states per molecule,
a single photonic mode with two Fock states, and a real-valued Hamiltonian (i.e., complex would simply double the
memory requirements). The thick gray line represents 100 GB of memory, a typical node on a typical high-performance
computing cluster. In the S; subspace (black), the 100-GB line is reached with a little over 10° molecules, while for
the second excited subspace S, (red), this line is reached with a little less than 1000 molecules. Third subspace S3
(green) only allows for 100 molecules. The full Hilbert space scales exponentially (blue). This exemplifies the need for
the truncation of the total Hilbert space in order to perform meaningful theoretical explorations with realistic cavity

designs and environments.

Upon the diagonalization of the many-molecule, many-mode Hamiltonian (Eq. 17) in the singly excited subspace
Sy, polariton eigenenergies and eigenstates are obtained, as shown in Fig. 8b for a collection of quasi-continuous
parallel cavity modes and Fig. 8c for a single resonant mode. Here, the formation of the upper and lower polariton
branches P,,_ (Fig. 8b) or states | + /—) (Fig. 8c) can be observed. Furthermore, due to the presence of the other

molecules (which are all degenerate with the cavity frequency), many degenerate polaritonic states can be found at
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the same energy as the bare molecular transition. These states are referred to as “dark states” {D;} since they contain
no transition dipole moment between the polaritonic ground state nor do they contain any photonic character (in the
absence of molecular disorder). The Rabi splitting in this case famously scales as Qg o \/Nior-2>3¢ In the presence
of molecular fluctuations (e.g., thermal fluctuations), the photonic character becomes distributed amongst the “dark
states”.

Fig. 8d shows the time-dependence of the polariton eigenenergies colored by the (left) photonic character (y;| 4%3) v;)
and (right) non-adiabatic coupling o; = X (w;| % |w ) for each polaritonic state j (both on log colorbar scales). The ex-
change of character mediates population dynamics between such polariton states (i.e., cavity-mediated non-adiabtic
couplings). Fig. 8e presents mixed quantum-classical mapping approach to surface hopping (MASH) 148147 dynamics
where a LASER drives population from the collective ground state |G) to the upper polariton |+) (left) without and
(right) with cavity loss. The dynamics suggest that the dark states quickly accumulate much of the population at ini-
tial times. Wihout cavity loss, the polaritonic states reach equilibrium by 3.0 ps, while with cavity loss, none of the
state retain significant population due to the rapid transfer to the ground state and the ongoing polariton-polariton
non-adiabatic couplings.

As discussed above in Fig. 9, the explicit inclusion of many-molecules yields unfavorable conditions for the direct
diagonalization (Sec. 3.1) of the Hamiltonian. In the case of self-consistent approaches (Sec. 3.2), one encounters
a similar bottleneck where the inclusion of many sets of one-molecule single-particle orbitals Nsp = Nocc X Nyir
leads to a many-molecule ground state density matrix of dim[A] o« Nsp x Nipol. The off-diagonal blocks of which will

k, 181 it was

include the long-range Coulomb, short-range exchange, and intermolecular DSE interactions. In recent wor|
argued that the off-diagonal blocks of the total density matrix can be decoupled in the cavity Born-Oppenheimer (BO)
approximation ®® in which the cavity photon is treated as a parameter (similar to the nuclear BO approximation). Thus,
the diagonal blocks of the density matrix and treated as effectively independent, reducing the memory cost of the self-
consistent treatment back to dim[4] o Nsp but with Ao such matrices. However, without approximations, such as
cavity BO, treating many molecules coupled to many cavity modes is still beyond the reach of direct simulation. Relying
on efficient semi-empirical or tight-binding approaches 182:183;184:185 may provide the most direct route toward the
direct simulation of many molecule QED, including both ground and excited states and has already been used to

simulate plasmonic systems, 186:187;188;189

5.4 | Intermolecular Interactions

In experiment, often the molecules are spatially confined in a polymer matrix (e.g., Poly(methyl methacrylate), PMMA).
In such cases, the the molecules are often close enough to exhibit strong dipolar interactions amongst one another.
Alternatively, molecular aggregates can be formed directly. 170 In these cases, from the perspective of polaritonic
structure theory, the inclusion of molecular interactions must be considered carefully. The most rigorous approach is
to consider all molecules simultaneously in a self-consistent sense (Sec. 3.2), which will naturally capture all molecule-
molecule interactions, including those at or beyond dipole such as the entire Coulomb and exchange interactions.
Additionally, the cavity itself provides intermolecular interactions through the DSE term in the Hamiltonian and thus
provides a competition between bare molecular interactions and cavity-mediated molecular interactions. These cavity-
induced effects to non-bonded interactions (i.e., van der Waals, hydrogen bonding, etc.) was directly explored with the
high-level scQED-CCSD approach for two molecules.* Though, for the extension to the many-molecules, including
all molecules in the self-consistency is difficult and scales poorly with the number of increasing molecules. Hence,
one should turn toward an approximate model which captures the leading-order physics, in the same sense as the

parameterized QED approach aims to do (see Sec. 3.1).
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Intermolecular interactions have been well-studied for molecules in the absence of a cavity, 11

including effects
beyond the bare Coulomb interactions. 192 Here, we will focus only on the direct Coulomb interactions at the dipole

level for brevity. Such interactions can be written as Aagg = He| + J, where

fa-fig—3(a-84)(ag - €p)

J=
IR4 —Rs|?

where A is the bare electronic Hamiltonian (diagonal in the adiabatic representation) and J is the dipole-dipole inter-
action term. 0 R is the location of molecule A, and &, is the unit vector of molecule A (not to be confused with the
unit vector of the cavity polarization e). Adding the interaction term J to the many-molecule Hamiltonian in Eq. 17 will
lead to additional physics and direct competition between the intermolecular DSE terms and the direct Coulomb inter-
actions. These two interactions were shown to cancel each other when there is no electron density overlaps (i.e. in the
absence of exchange couplings) 78173, However, this textbook result 173 has, to our knowledge, never been explicitly
investigated in molecular cavity QED. Thus, in this modified light-matter Hamiltonian, the molecules now communi-
cate between one another through both the light-matter and Coulomb interactions, and each molecule’s electronic

structure can be evaluated individually with massively parallelized electronic structure calculations. 32:168:194

6 | CONCLUSIONS

As the experimental demonstrations of molecular cavity QED in the strong and ultrastrong coupling regimes become
more frequent and accessible to the broader community, there is a need for the development of new theoretical
tools that can accurately and efficiently describe such complex light-matter interactions found in experiments. This
review summarizes some of these exciting theoretical advances in polariton chemistry, showcasing methods ranging
from improvements in the fundamental framework and description of these hybrid systems to the computational
challenges, techniques, and applications spanning from modifying reactivity in the ground state to understanding
spectral signatures of excited state photochemistry.

In Sec. 2, we discussed the rigorous theoretical background of molecular cavity QED. We first reviewed the ba-
sic theory of the molecular Hamiltonian (Sec. 2.1) and introduced the necessary formalism for molecular quantum
electrodynamics (Sec. 2.2). Sec.3 focused on solving the polaritonic eigenvalue equation using various approaches
from direct diagonalization in the adiabatic-Fock basis (Sec. 3.1.1) and polarized Fock basis (Sec. 3.1.2) as well as the
self-consistent solution at the mean-field (Sec. 3.2.2) and correlated (Sec. 3.2.3) levels of theory. Using the tools put
forth in the previous two sections, Sec. 4 explored the rich quantum dynamics of the strongly coupled light-matter
systems, laying out common approaches toward simulating exact (Sec. 4.1) and realistic (Sec. 4.2.1-4.2.3) molecules in
the extended Hilbert space of the coupled electron-photon system as well as motivating the need for an accurate de-
scription and efficient calculation of the nuclear gradients (Sec. 4.3) used in the exact Pauli-Fierz Hamiltonian. Finally,
in Sec. 5, we provide three directions toward a more complete picture of the molecular polariton picture in experiment,
including machine learning polariton gradients (Sec. 5.1), the simulation and effects of cavity loss (Sec. 5.2), and the

extension to many molecule and many cavity modes (Sec. 5.3).

Overall, with the recent new capabilities demonstrated in experiments, there has been a recent push to rigorously
simulate polariton systems in the strong coupling regime. This has led to a number of theoretical innovations that start
to explain and predict these experimental results. However, there are still many mysteries to solve as the systems
get increasingly more complex with more molecules and cavity modes. From the theoretical perspective, the single-

molecule case has made significant progress due to the relative numerical simplicity of the simulations compared
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to highly expensive many-mode and many-molecule (with many electronic levels) simulations that have yet to be
fully explored. From the experimental perspective, single-molecule spectroscopy in plasmonic cavities is extremely
challenging and has not been widely achieved; however, the results stemming from such simple hybrid systems will
afford a much greater leap forward in understanding.

The purpose of this review was to introduce and outline state-of-the-art techniques toward the simulation of
realistic, ab initio molecular polaritons for readers in the emergent field of polariton chemistry. This review captures
much of the recent work, but not all, toward the description of polaritonic states and properties as well as their
quantum dynamics. Specifically, this work focused on the methods and approaches needed for one to explore these
complicated problems in more depth and did not focus on connecting theory to experiment. While this connection
is intrinsic to the answers one seeks from simulation, the discussion of experimental progress and its setbacks is well
beyond the scope of this review. We hope this work allows readers of all kinds to dive into the simulation of molecular
polaritons to explore the many unknown features of this novel tool to manipulate chemical reactions as well as physical
phenomena and to help the community address the many open questions still unexplored by theory and simulation.
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