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ABSTRACT: Hybrid light—matter states in optical cavities, known as polaritons, offer
a novel means of manipulating and controlling photochemical processes. We investigate
the cooperative cavity photochemistry of two pyrazine molecules undergoing conical 6.0
intersection dynamics and interacting with a single cavity photon mode by exact
quantum dynamics. When the cavity mode is coupled to the electronic transition %
between the ground and excited states, we find an enhanced polaritonic splitting and
collective dark states. These features dominate the cooperative polariton dynamics and @

can be observed in the transient absorption spectrum.

ptical cavities can control electronic and nuclear

dynamics'~"? without chemical modification or external
laser pulses. These standing wave cavity resonators of light can
be made of] e.g., high-reflectivity mirrors, photonic crystals, and
microcircuits.”” Substantial couplings can be created between
electronic transitions of embedded molecules and the confined
cavity photon mode even when the cavity is in the vacuum state.

The coupling strength g = VNp-e /;’2 , where p is the

transition dipole moment (TDM), €, is the electric permittivity
of vacuum, N is the number of molecules in cavity mode volume
V,and o and e are the cavity mode frequency and polarization,
respectively. Vacuum fluctuations thus affect the electronic and
optical properties of embedded molecules.””** Cavity QED was
first discovered by Purcell, who predicted that the spontaneous
emission rates of atoms are enhanced when they are placed in a
resonant cavity.”> The strong light—matter coupling regime is
realized when g is larger than the loss rate of the cavity mode and
the decoherence rate of the molecule. The electronic or
vibrational molecular degrees of freedom then combine with
the cavity photon to form polaritons. Recent experiments had
reported this strong coupling regime”*”** even for a single
molecule (N = 1) in a cavity vacuum.***~*’ The strong coupling
has profound effects on photochemical and photophysical
processes in molecules, including enhancing the conductivity of
organic semiconductors,”® reversing the selectivity of a ground-
state chemical reaction,”” enhancing the Raman scattering,6 and
enabling long-range energy transfer.”* These experiments
triggered intensive theoretical activity."”>"*°~

The bare (no cavity) photodynamics is controlled by the
adiabatic Born—Oppenheimer potential energy surfaces
(APES), whereas the cavity-controlled photochemistry takes

© 2020 American Chemical Society

7 ACS Publications

5555

Cooperative polaritonic surfaces

G, XX

6.5

Polaritonic CI

S 551

550/ /

[=

w4.5F

Dark-state conical
4.0 intersection (Cl)

3'5—6 -4 -2 0 2

Collective nuclear coordinates

place on the polaritonic potential energy surfaces (PPES) that
are modified by the strong light—matter coupling.

Many photochemical reactions occur via conical intersections
(CIs) in the APESs. These are molecular geometries in which
two APESs are degenerate (intersect) and the electronic and
nuclear degrees of freedom become strongly coupled because
they evolve on comparable time scales. Cls offer effective
channels for electronic excitations to relax nonradiatively to
lower electronic states. In the strong coupling regime, the PPESs
replace the APESs, and polaritonic Cls then replace the bare Cls.
As illustrated in recent theoretical studies,> the PPESs can be
very different from the bare APESs and may affect the rates and
branching ratios of photochemical processes.”"***

We have recently found that for a pyrazine molecule that
possesses an inherent CI, optical cavities in the strong coupling
regime can modify the PPESs by splitting the pristine CI in the
APES into a pair of polaritonic CIs in the PPESs,”' thus
influencing the photodynamics. The polaritonic CIs allow a
direct relaxation to the electronic ground state from higher-lying
excited states. We further showed that cavity control can be
robust to environment-induced decoherence, and that the
polariton effects on the dynamics may be observed by transient
absorption spectroscopy.
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While the strong coupling regime has been experimentally
realized even for single molecules,**** most polaritonic
chemistry experiments rely on many molecules to cooperatively

enhance the effective coupling strength througth g JN.*° An

open issue in cavity photochemistry is whether the /N
cooperative enhancement survives decoherence due to coupling
to environment and nuclear dynamics, i.e.,, whether the
polaritonic dynamics is dictated by the single-molecule (N =
1) PPES or by the collective polaritonic potential energy surface
(CPPES).”” Another challenge is to identify the spectroscopic
signatures of cooperative effects in the polariton dynamics.

Here we study the cooperativity in the polaritonic Cls and its
spectroscopic signatures in the pump—probe transient absorp-
tion spectrum. We do so by simulating the real-time quantum
dynamics of two pyrazine molecules interacting with a single
optical cavity mode and compare it with the single-molecule
polariton dynamics. Cooperative effects of this system have been
studied previously for cavity frequency resonant with the S,—S,
Franck—Condon (FC) transition’® whereby the initial ex-
citation process is modified. Here we focus on the regime in
which the cavity mode is close to the transition energy at the CI
where the polaritonic CI dominates the cavity photodynamics.
We furthur show how the pump—probe transient absorption
spectrum (TAS) can monitor the cooperative dynamics. We
found cooperative effects when the cavity mode couples to the
transition between the ground and excited states (S,—S; vertical
excitation). The polariton dynamics of a pair of molecules in the
same cavity (model A) or in separate cavities (model B) are
compared. We further show that the cooperative polariton
effects manifest in the transient absorption spectrum as stronger
excited-state absorption (ESA) signals corresponding to
transitions from the single-excitation manifold to the double-
excitation manifold.

Even though the S,—S, transition is dipole forbidden for
pyrazine, it is worth considering the case in which the cavity
mode is coupled to S;—S, as a model for more general S,/S; CIs
(e.g., uracil). We find no cooperativity in this case; i.e., the
dynamics is determined by the single-molecule coupling
strength.

Atomic units 72 = 1 are used throughout.

We consider two pyrazine molecules each modeled as a three-
electronic-state, two-vibrational mode system*' interacting with
a single cavity photon mode and with external laser pulses

H= Y H{+H +HE + Hyy(t)
i=1,2

(1)

where H{} is the molecular Hamiltonian for the ith molecule, H-
the cavity field Hamiltonian, H) the molecule—cavity coupling,
and Hy(t) the interaction between the molecules and classical
external light pulses that generate a nonlinear optical response.
H&f[) includes three electronic states and two vibrational modes
strongly coupled to the electronic motion, and an S,—S; CI
provides an ultrafast electronic relaxation channel (see Figure
1b). This model has been previouslg used to study nonadiabatic
and polariton CI dynamics.”"*° The diabatic molecular
Hamiltonian is given by

Ho= Y Iy (w) + 1Q () {wsl + He)

k=0,1,2

)

Herehy = 3, Q(b/b + 3), i =ho+ B+ k,Q for k=1 and

2, Q; and € denote the dimensionless coordinate of the
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Figure 1. (a) Two pyrazine molecules interacting with a confined cavity
photon mode. (b) Aiabatic potential energy surfaces (APES) of
pyrazine and the cavity transition frequency considered in this work.
Contour maps of the APESs are shown in Figure SI.
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vibrational modes and the frequency, respectively (j = c denotes
the coupling mode and j = t the tuning mode corresponding to
the modes coupling diagonally and off-diagonally to the
electronic motion), described by the boson creation and
annihilation operators b; and b}L, {ly)} are the diabatic
electronic states, E is the vertical excitation energy at the FC
point for the kth electronic state, k; is the intrastate electron—
vibrational coupling constants, and 4 is the interstate coupling.
The parameters of Hy; are taken from*” 2Q_ = 118 meV, hQ, =
74 meV, E; =3.94 eV, E, = 4.84 eV, k; = —105 meV, k, = 149
meV, and 4 = 0.262 eV. The cavity Hamiltonian is given by H¢ =
w.a'a, where @, is the cavity mode frequency and a and a' are its
boson annihilation and creation operators for photons,
respectively. The electric dipole cavity—molecule coupling is

Hoy = ) 2 8, (RIVY + VI + a)

n i<j

()

where R denotes nuclear coordinates, V}i") = |l//]~(n)><l//§")| is the
transition (raising and lowering) operator for the nth molecule,
and g; is the coupling strength for the ly;) < ly;) transition. The
Condon approximation in the diabatic basis leads to g(R) = g.
The semiclassical light—matter interaction Hyy(t) = —p-E(t)
contains the coupling between the molecules and classical light
pulses used in optical measurements, in our case, an actinic pulse
and a probe pulse in TAS. The dipole operator is the sum of
molecular dipoles y = Zﬂy(”). In eq 3, we have also neglected the

1 2 . .
v le-pul” (see ref 43 for its relevance in
0

light—matter interaction).

Cooperative effects are revealed by comparing the dynamics
of models A and B. Because the two molecules are not coupled
through the cavity, model B shows the single-molecule polariton
dynamics.

The exact nonadiabatic dynamics in the full polaritonic space
was solved numerically by expanding the photon—vibronic wave
function in a complete basis set: the direct product of the
electronic space, vibrational space for the two coupling and two
tuning modes, and the cavity photon space. For a single
molecule, the polaritonic basis set is a tensor product of the
diabatic electronic states ly;), the number of states of the cavity
photon mode In,,), the number of states of the coupling
vibrational mode In.), and the tuning vibrational mode In), i.e., |
kn.nn) = lp)®ln,,)Rln)®ln). A complete basis for the
two-molecule plus single cavity space is given by a tensor
product of the basis in each molecule/cavity sub-Hilbert space

dipole self-energy &, =

2 . ; ;
knna) = ( ® i) ® ) ® ) @ ks
i=1
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The matrix elements of Hy in this basis are given in the
Supporting Information. The resulting basis set size required for
the polariton dynamics and TAS simulations is ~4 X 10°. The
TAS simulations required a larger basis set than the polariton
dynamics because the probe laser pulse can excite the system to
the higher-lying states through ESA.

We assume that the two molecules are oriented in parallel (see
Figure 1a) and the cavity mode is coupled to the |t//§)) o Iy
transition. We start with an impulse optical excitation that brings
the molecule into the superposition state

1

¥(0)) = 7

22+ OV O P P )0y,
(s)

where [y{") is the vibrational ground state for the nth molecule.

We describe the cooperative dynamics using the CPPESs. We
consider the two molecules as a supermolecule with 3> electronic
states and 2* vibrational degrees of freedom. The electronic
states are then given by a tensor product of the individual
molecular electronic states lij) = Iyt >|W](2) ). Diagonalizing the
polaritonic Hamiltonian H,(R) = Hy + He + Hew(R) — 3, T
leads to the cooperative polaritonic states that depend
parametrically on nuclear geometry R

H(R)IB,(R)) = E,(R)IB,(R)) ©
where E,(R) is the nth CPPES and I®,(R)) the collective
polaritonic states expanded in the electron—photon basis {lij) Q|
ncav>}'

We take the cavity frequency o, to be 4.3 eV, close to the
electronic transition at the CI. If the cavity frequency is close to
the FC transition, the initial state (eq S) will be modified by
polariton effects.”” The population dynamics of the S, state P, (t)
= (P(OIX A (IP(t)) for models A and B at gy, = 2000
cm™" are compared in Figure 2a. Here, I¥(t)) is the wave
function of the entire polaritonic system. The population
dynamics for model A (red line) is very different from that for
model B (yellow line) and shows a faster electronic relaxation,
implying notable cooperative eftects. These eftects are also seen
in the dynamics of the cavity photon number (Figure 2b). For
model B, the photon number is the sum of both cavities. The
cavity photon number for model A is smaller than that for model
B.

These observations can be understood using the CPPES. A
slice of the single-molecule PPES along the tuning mode Q, is
shown in Figure 2c. The strong coupling leads to two polaritonic
ClIs in the PPESs. The polaritonic nature of the states is encoded
in the line color of the surfaces. The CPPES cut along the
symmetric tuning mode QW = QW is shown in Figure 2d. The
CPPES can be understood as follows. Assume that the two
molecules are in the same nuclear configuration. The single-
excitation electronic subspace contains states {IS;S,),ISoS;)}.
Because these states are degenerate, any linear combination is
also an eigenstate. We choose an equal mixture leading to one
bright 1X,,) and one dark IX;_) collective exciton state,

X,,) = %(ISISO) +1S,S,)). The collective exciton states |
X, ) are defined like IX, ). Excitons [X;_) are dark because (Glyul

X;_) = 0, where IG) =15,S,) is the molecular ground state. The
interaction between the ground state and the bright collective

exciton is enhanced by a factor of J2 , Le.

(GlulX,,) = 2g (7)
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Figure 2. Collective polariton dynamics of two pyrazine molecules
strongly coupled to a single cavity photon mode. The cavity mode (@,
=4.3 eV) is coupled to the ly§?) < yA") transition in every molecule.
(a) Population dynamics of electronic state S, for (yellow) model A and
for model B with (brown) the same and (blue) an enhanced coupling
strength v2g, . For model A, Py(t) = (W(t)I X, A"y (wi”I¥ (1)),
where W(¢) is the wave function for the full system. (b) Cavity photon
number dynamics N(t) = (¥(t)la’al¥(t)). (c) Cut of the polaritonic
potential energy surfaces along the tuning mode for a single molecule at
go1 = 2000 cm™". (d) Cut of the collective polaritonic potential energy
surfaces along the symmetric tuning mode for N = 2. UP and LP denote
the upper and lower polaritons, respectively.

This cooperative coupling can be clearly seen in the CPPES
cut (Figure 2d), where the Rabi splitting is increased by a factor
of ~1.4 compared to the single-molecule PPES (Figure 2c)
when molecules share the same geometry. For N > 2 molecules,
the interaction strength scales as /N along the line where R™" =
R® = ..RM™).

The cooperative polariton dynamics can be described as
follows. The nuclear wavepacket of the supermolecule evolves in
the CPPES, whereby avoided crossings and ClIs, either intrinsic
or light-induced, induce nonadiabatic transitions. Because the
cavity resonance is detuned from the excitation energies at the
FC geometry, the eigenstates of the full Hamiltonian may still be
associated with the bare molecular states in the vicinity of the FC
point. An actinic pulse excites the molecules to the bright exciton
state [X,, ) (labeled state S in Figure 2d), whose projection along
the two tuning modes is shown in Figure 3. In addition to the
bright exciton state, there is a degenerate dark exciton state |
X,_). The nuclear wavepacket (projected onto the vibrational
subspace of the tuning modes) then moves in the direction of
the symmetric tuning mode, following the CPPES slope. When
it hits the polaritonic CI, the strong polariton—nuclear coupling
induces electronic relaxation to the upper polaritonic surface
(labeled 4 in Figure 2d), accompanied by the generation of a
cavity photon (Figure 2b).

Another unique feature of the polaritonic surfaces is the
presence of collective dark states (CDS), manifested as purely
molecular states forming a CI, which has the pristine CI
geometry (see Figure 2d). To trace the origin of these CDS, we
focus on the single-excitation manifold spanned by the
delocaized exciton states IX;, ), which are all degenerate at the
pristine CL Once coupled to the cavity mode, X, ) will mix with
the cavity photon giving rise to a pair of polariton states. The 3-

https://dx.doi.org/10.1021/acs.jpclett.0c00381
J. Phys. Chem. Lett. 2020, 11, 5555—5562
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fold degeneracy remains intact for the pair of dark states and the o > | 1—>

bright exciton state IX,,). When gy, # 0, the degeneracy between
the dark excitons IX;_) and IX,,) will be lifted, with the
remaining IX;_) and IX,_) forming the CDS-CL This CDS-CI
arises only when the molecules contain pristine Cls in their
APESs and is different from the collective CI discussed
previously,”” which requires at least three molecules to emerge.
Note that the CDSs are strictly dark only in the subspace where
the molecules have the same geometry A, = QY — QW =o,
where o labels the vibrational mode. For A, # 0, the molecular
transition energies are different and one will not find a perfect
CDS.

To unveil the role of CDSs in the dynamics, we compare the
single-molecule polariton dynamics with an enhanced coupling
strength such that the Rabi splitting coincides with the two-
molecule case. One would expect the polariton dynamics to be
similar irrespective of the number of molecules. However, as
shown in panels a and c of Figure 2, this is not the case. This
difference is attributed to the CDS. To confirm this, we followed
the population dynamics of IX;_), shown in Figure 4a. We find
non-negligible population transfer to the CDS during the
polariton dynamics. How does the population transfer to CDS
occur? CDS may not be directly excited during the initial laser
excitation. If nuclear motions are frozen, there is no population
transfer to the dark states because the cavity mode influences
only the bright states. Population transfer is caused by the
electron—vibrational couplings. The vibronic couplings in each
molecule can be recast in terms of the collective states (see
section S4 of the Supporting Information). The possible
coupling schemes are shown in Figure 4b: the diagonal vibronic
couplings can induce a transition from the bright exciton IX,, ) to
the dark exciton IX,_) while the off-diagonal couplings induce
transitions to the other manifold of excitons 1X;,). The
concerted motion of both molecules makes a bright—bright
transition, and the relative motion causes bright—dark
transitions (see Figure 4b). Note that in the adiabatic picture
where the polaritonic Hamiltonian depends on the nuclear
configruation, the dark states IX;_) are eigenstates of H(R) only
in the vicinity of the relative coordinates A, = 0.

The insights gained by comparing the polariton dynamics for
N=1and N =2 canbe extended to N > 2. Consider N molecules

5558

Figure 4. (a) Dark-state population dynamics at go; = 2000 cm™" for
two pyrazine models interacting with a single cavity photon mode. Dj(t)
= (POIX WX, _I¥(t)). (b) Schematic of the vibronic couplings
responsible for the dark-state population transfer. The dark states are
populated during the population dynamics.

with the same geometry. The polaritonic states can be
understood by introducing the collective exciton operators

N
1 o
o i27jn /N, (n) (n)
X, = — > Ny y
ja / a 0
N n=1 (8)
where j =0, .., N — 1. This leads to N — 1 dark states with j # 0
and one bright state with j = 0 in the single-excitation manifold.
The cavity—molecule interaction is then given by

Hey = gOI\/N(Xgl + X,)(a + a'). Thus, the cavity mode
interacts with the bright electronic state by an enhanced
collective coupling gOI\/N . The Rabi splitting thus scales with

VN. When nuclear coordinates are taken into account, this
collective strong coupling will lead to a pair of polaritonic Cls in
the CPPES slice along the line in the configuration space where
RW=R® = =R™ Ttis then possible to employ the collective
strong coupling to manipulate the molecular photochemistry
even when the single-molecule coupling is weak provided that
the cavity mode is coupled to the transition between the ground
and excited states. On the other hand, there are N — 1 dark
exciton states generated by Xj,j # 0. The vibronic coupling will
induce population transfer from bright polariton states to such
dark states.

We now demonstrate how the cooperative effects can be
observed by TAS (eq 9). This pump—probe technique provides
information about the excited-state population dynamics. The
molecule is first excited to an electronically excited state by an
ultrashort pump pulse, and afer a variable delay time T, a probe
pulse interrogates the molecule and reveals the state-occupation
changes

The theory of nonlinear molecular spectroscopy in optical
cavities is analogous to that for bare molecules but with the bare
molecular states replaced by the hybrid polaritonic states. In

https://dx.doi.org/10.1021/acs.jpclett.0c00381
J. Phys. Chem. Lett. 2020, 11, 5555—5562
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TAS, the sample is first excited by a pump pulse, and after a
variable time delay T, the sample is interrogated by the probe
pulse whereby the changes in the absorbance and/or trans-
mittance are recorded. The transient absorption spectrum is
defined as the time-averaged photon flux in the probe pulse,
which is given by (see section S2 of the Supporting Information)

Stas(@) = ZIm[(P(a)»-E;k(a))] 9)

where E,(t) [Ef(t)] is the positive (negative) frequency
component of the electric field of the probe laser pulse and
the polarization P = p. In the nonperturbative approach for
TAS, we follow the polarization dynamics of the dressed
molecules in the presence of both laser pulses. The theory of
TAS for polaritons is detailed in the Supporting Information. A
perturbative treatment of the laser—matter interaction to the
third order leads to several contributions [stimulated emission
(SE) and ESA] corresponding to different Liouville space
pathways, which can be represented by the time-loop diagrams™**
(see Figure S2). The computational details are given in the
Supporting Information.

For a single molecule, the pump pulse brings the molecule
into the S, surface (Figure 2c). The nuclear wavepacket then
propagates down the slope of the surface. The probe pulse at
early time delays (T = S fs) induces SE from S, to S, giving rise
to the emission band around the FC transition energy S,—S; as
shown in Figure 5. We do not observe a large SE signal for N=2
due to the cancellation between ESA and SE at early times. The
single molecule does not show ESA at early times due to the
vanishing TDM from S, to the double-excitation manifold (i.e.,
Ny + N, = 2, where Ny = X, 3 ,IS{")(S{"”) denotes the
number of molecular excitons and N, the number of cavity
photons). The red-shift of the band with the time delay reflects
the wavepacket motion on the S, surface. Only at t ~ 20 fs does
the single-molecule nuclear wavepacket reach a polaritonic CI
(the one closer to the initial wavepacket) and relax to the upper
polariton surface that are superpositions of 1Sy)I1),, and IS;)!
0)ay- This leads to an increase in the cavity photon number and
the ground-state population. The hybrid upper polariton states
have nonvanishing TDM to the double-excitation manifold, thus
inducing the ESA. For N = 1, the double-excitation subspace
consists of IS;)1_,,), IS)11,), and ISy)I2) ... Note that in the
single-molecule case only polariton states have nonvanishing
TDM to the double-excitation states. Pure molecular states
cannot be excited to higher-lying polaritons due to the cavity
number mismatch. Thus, the ESA can be seen as a unique
teature induced by polarltons There is only an SE signal for the
bare nonadiabatic dynamics.”' For N = 2, the double-excitation
manifold contains {lij0) = S(l))ls(z))ln)cav,IJOI) 10j1)},1002) for
i,j € {1,2}. The ESA can arise from several transitions from the
single-polariton surfaces to the double-excitation subspace. The
fact that the ESA for N = 2 is much stronger than that for N =1
implies that population transfer to the upper polariton surface is
faster for N = 2, consistent with the polariton dynamics.

Even though the S,—S, transition is dipole forbidden in
pyrazine and does not couple to the cavity mode, it is instructive
to add such a dipole as a model for more general S,/S, Cls such
as uracil.”> We find no cooperative effects in this case. As shown
in Figure 6, the polariton dynamics are identical in models A and
B. To rationalize this, we display in panels c and d of Figure 6 the
CPPES along the symmetric tuning mode holding the coupling
modes fixed at the ground-state equlhbrlum geometry The Rabi
splitting in the CPPES cut along the Ql Qt(2 now coincides
with the single-molecule PPES, in stark contrast to pyrazine
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Figure S. Transient absorption spectrum for N = 1 (blue) and N =2
(yellow) pyrazine molecules strongly coupled to a single cavity mode. T
is the time delay between the pump and probe pulses, and gy, = 2000
cm™". Dashed vertical lines indicate the Franck—Condon transition
from the ground state to two excited states in a single molecule. The
signal for two molecules interacting with a single cavity mode shows a
stronger absorption band around 5 eV due to excited-state absorption.

where the Rabi splitting is enhanced. This can be explained by
transforming the single-excitation electronic states into the
collective exciton states; the ones that couple to the cavity
photon mode are X, ),j = 1, 2. The Rabi splitting is determined
by the TDM between IX,,) and IX,,)

(X, X, ,) = ;(SzSo + S8, lulS,Sy £ S,8,) = g

(10)
The Rabi splitting is thus the same as in model B. Equation 10
holds even when the states have permanent dipoles. Here the
cavity mode is also coupled to the transition between two dark
states IX;_),j = 1, 2, and the polaritonic states are 2-fold
degenerate. In contrast to pyrazine where the collective strong
coupling dominates the polaritonic dynamics, here it is governed
by the single-molecule coupling strength. Thus, manipulating
the S,—S, internal conversion process by optical cavities requires
strong coupling for a single molecule.
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Figure 6. Same as Figure 2 but when the cavity mode is coupled to the
™) < i) transition in each molecule. Here @, = 5000 cm™", and
g1z = 2000 cm™'. The single-molecule polariton dynamics N = 1

overlaps with the cooperative dynamics.

This observation may be alternatively understood intuitively
without using the collective polariton surfaces. The initial actinic
pulse excites one molecule to S, while the other remains in the
ground electronic state (eq 5). Because the cavity mode couples
to only the S;—S, transition, electronic excitations cannot be
induced in the unexcited molecule by the cavity photon.
Therefore, the molecule in the ground state does not influence
the photodynamics of the excited molecule. For cooperative
effects to emerge in this case, one has to bring both molecules to
the electronic excited state. Even if the Sy—S,, transitions are
included in the molecule—cavity coupling, it requires multiple
photons to bring the ground-state molecule to excited states due
to frequency mismatch (E;/w, ~ 6). Multiphoton effects may
become prominent in the ultrastrong coupling regime where the
coupling strength is comparable to the cavity frequency g ~ ..

Our findings also hold for N > 2 molecules. To see this, we
recast the cavity—molecule coupling (eq 3) in terms of the
collective excitons IX,) = XfalG)

N-1
Hey = glzz (X)Xl + Hc)(a + a)
j=0

(11)

Equation 11 suggests that increasing the number of molecules
when the cavity is coupled to the transition between excited
states will not lead to enhanced light—matter coupling but
merely increase the degeneracy of the polaritonic states, with the
Rabi splitting determined by the single-molecule coupling
strength.

In summary, we have investigated the cooperative polariton
dynamics for two three-state, two-mode conical intersection
models of pyrazine strongly coupled to a cavity photon mode.
We find cooperative dynamics of two molecules shows a faster
electronic relaxation when the S,—S, transition is coupled to the
cavity mode. While the case in which the cavity mode is resonant
with the EC transition has been studied recently,* here we focus
on a cavity detuned from the FC transition and resonant with the
electronic transition at the CI point (i.e., the initial excitation
remains intact, and the molecule has to undergo a distortion to
be resonant with the cavity mode). When the cavity mode
couples to a transition between the ground state and an excited
state, the CPPESs, and thus the photodynamics, are determined
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by the collective strong coupling strength, which can be
enhanced by increasing the number of active molecules in the
cavity mode volume. This suggests that the collective strong
coupling can be employed to manipulate photochemical
processes (e.g., internal conversion and isomerization) even
for a weak single-molecule coupling. We further explored the
optical signature of cooperative effects in the pump—probe
transient absorption spectrum. The coopeartivity results in a
stronger excited-state absorption band compared to the single-
molecule polariton dynamics, reflecting the enhanced pop-
ulation transfer due to cooperativity. When the cavity mode
couples to the Sy—S, transition, the CPPESs contain similar
collective features as shown in Figure S3.

We also find no cooperativite polariton dynamics when the
cavity mode couples to the IS, ) to IS,) transition. Manipulating a
photochemical process between S, and S; surfaces requires
single-molecule strong coupling. We have analyzed the nature of
the polaritonic states and showed that the coupling strength
instead of accumulating in the transition between the ground
state and the bright delocalized exciton state, is evenly
distributed among the transitions between delocalized exciton
states and shows no cooperativity.

Whether cooperative effects exist in the polariton dynamics
depends on the cavity resonance, cavity—molecule couplings,
and initial conditions.*® Exploring whether cooperative effects
can survive the deleterious effects (relaxation and decoherence)
of external environments such as photon modes outside of the
cavity and solvent is an interesting topic for future studies.
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