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The first exact quantum simulation of a real molecular system (HD+) under strong ro-vibrational coupling to a quan-
tized optical cavity mode in thermal equilibrium is presented. Theoretical challenges in describing strongly coupled
systems of mixed quantum statistics (Bosons and Fermions) are discussed and circumvented by the specific choice of
our molecular system. Our exact simulations reveal the absence of a zero temperature for the strongly coupled matter
and light subsystems, due to cavity induced non-equilibrium conditions. Furthermore, we explore the temperature de-
pendency of light-matter quantum entanglement, which emerges for the groundstate, but is quickly lost already in the
deep cryogenic regime, opposing predictions from phenomenological models (Jaynes-Cummings). Distillable molec-
ular light-matter entanglement of ro-vibrational states may open interesting perspectives for quantum technological
applications. Moreover, we find that the dynamics (fluctuations) of matter remains modified by the quantum nature of
the thermal and vacuum field fluctuations for significant temperatures, e.g. at ambient conditions. These observations
(loss of entanglement and coupling to quantum fluctuations) has far reaching consequences for the understanding and
control of polaritonic chemistry and materials science, since a semi-classical theoretical description of light-matter in-
teraction becomes feasible, but the typical canonical equilibrium assumption for the nuclear dynamics remains broken.
This opens the door for quantum fluctuations induced stochastic resonance phenomena under vibrational strong cou-
pling. A plausible theoretical mechanism to explain the experimentally observed resonance phenomena in absence of
periodic driving, which have not yet been understood.

Strong coupling of quantum light and matter via optical
cavities has become a rapidly developing technique, which
has made an outstanding impact across scientific disciplines
over the last years. For example, exciton-polaritonic con-
densates have attractive features for quantum computing,1 or
cavity magnon polariton systems are promising candidates
for quantum information processing with long spin coherence
times.2 Furthermore, modifications of the transition temper-
ature of superconductors were predicted3–5 and measured,6

novel optical devices for wavefront engineering and sub-
wavelength focusing became feasible7. Furthermore, the cav-
ity induced stabilisation of the ferroelectric phase in SrTiO3 or
the magnetic control of proximate spin liquid α-RuCl3 have
been proposed.8,9 Large scientific attention was also created
in the chemistry community, due to successful inhibition,10

steering11 and enhancing12 molecular reaction rates under
strong vibrational coupling condition.

The decisive ingredient of these experiments is that mat-
ter couples strongly to the vacuum or few thermally popu-
lated photons of a cavity instead of weakly coupling to many
photons under external laser driving. In the latter case only
transient (Floquet-type) non-equilibrium states can emerge,

which are hard to detect experimentally due to decoherence,
dissipation and heating effects13. For the strongly-coupled
cavity-matter system, however, robust thermal equilibrium
states of light and matter emerge, which are of significant
importance for the physics under investigation (polaritonic
states and polaritonic quantum matter).14 The theoretical de-
scription of quantized light and matter under strong coupling
conditions is a notoriously hard problem to tackle, as it a
priori requires a quantum electrodynamics (QED) descrip-
tion in full thermal equilibrium. To bypass this complexity,
phenomenological models are used predominantly, instead of
an ab initio QED description. These models have been de-
vised in quantum optics (e.g. Jaynes-Cummings) and are
designed to model photon properties accurately,15 but at the
same time impose strong simplifications for the involved mat-
ter subsystem, i.e. the detailed properties of the matter sub-
system are assumed irrelevant except for their influence on
the light field. Only recently the reverse question, i.e., how
the strongly-coupled photons influence matter properties, has
become the focus of intensive research in polaritonic or QED
chemistry and materials science16–19. However, the details of
the photon field and an accurate description of the coupled
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thermal equilibrium are commonly assumed to be irrelevant
in this matter-driven perspective and thus T = 0 is commonly
assumed. Yet all of which specialized viewpoints seem to
be insufficient to explain certain experimental observations,
such as the resonance condition for suppressing chemical re-
actions via strong coupling10,20 or how strong coupling can
influence complex aggregation processes of molecule-metal
complexes21. Much experimental effort has thus been spent
into engineering the matter subsystem to enforce the (unfor-
tunate) theoretical quantum-optical simplifications, e.g., that
molecules become effective two-level systems22,23.

Here we try to unify these specialized viewpoints based on
rigorous theoretical ground, i.e. based on the stationary so-
lution of the exact Quantum-Liouville equation in the non-
relativistic Pauli-Fierz limit of QED. We then deduce fun-
damental properties from a paradigmatic molecular test sys-
tem (HD+) considering the full (chemical) complexity, i.e.,
by having light and matter treated fully quantized and in-
cluding also the coupling to an external heat bath. In par-
ticular we will address the following questions: How does
the temperature of the total ensemble translate to the indi-
vidual subsystems? A common simplification is to assume
that the effective temperature of the subsystems is equiva-
lent to the temperature of the total ensemble. How are the
quantum and thermal fluctuations of the subsystems related?
Again, a common simplification is to assume that the fluc-
tuations of the subsystems stay unaffected and can be re-
placed by the fluctuations of the uncoupled systems. Fi-
nally, is light and matter quantum-entangled and what hap-
pens to the entanglement when we increase the temperature?
While it is commonly accepted that quantum entanglement
should be lost with increasing temperature, a detailed quan-
tification for realistic systems is usually not available. Indeed,
the viewpoint of collective "super-molecules"24,25 (formed by
light and matter at ambient conditions) seems to be contra-
dictory, which is a widely spread concept within polaritonic
community. In this context also the question of how to de-
fine the thermal state and quantum-statistics of a collectively-
coupled ensemble of molecules will become important. Par-
ticularly interesting is that we will not focus on the electronic
energy range, for which the common quantum-optical mod-
els have been designed, but investigate the low-energy ro-
vibrational regime instead, which is predominantly affected
by temperature. Usually the ro-vibrational degrees of freedom
are only considered as decoherence channels for electronic
excitations and their detailed quantum-mechanical nature is
not investigated for potential quantum-technological applica-
tions. Indeed, molecular systems in principle allow to go
beyond simple qubit representations26,27 where decoherence
sources can be mitigated/controlled by the specific molecu-
lar composition.27–32 Based on the our results we will high-
light that strongly-coupled molecule-cavity systems can show
robust distillable quantum entanglement for cryogenic situa-
tions and hence such systems provide a potential platform for
the development and implementation of future quantum tech-
nologies. Furthermore, for higher temperatures, where entan-
glement is quickly lost, non-trivial feedback between light and
matter unravels cavity induced non-equilibrium mechanisms,

which become decisive in the context of polaritonic chemistry
and materials science. Finally, we will be able to develop a
generic theoretical framework to describe molecular systems
strongly dressed by a cavity, based on our simulation results
for HD+ in thermal equilibrium.

This work is structured as follows: We first discuss how we
theoretically describe the quantized light-matter system in the
long-wavelength limit of non-relativistic QED and show the
necessary transformations to make the problem numerically
tractable. Furthermore, theoretical issues for strongly coupled
systems of mixed particle statistics in thermal equilibrium are
addressed. In a second step, exact thermal equilibrium solu-
tions are presented with a focus on strong-coupling-induced
temperature modifications, quantum thermal fluctuations of
light and matter as well as (loss of) light-matter entangle-
ment for real molecular systems. The entanglement predic-
tions are then contrasted to predictions from the ubiquitous
Jaynes-Cummings model of quantum optics. In a third step,
a concise picture of cavity induced (non)-equilibrium effects
is developed and important implications for cryogenic appli-
cations are derived (e.g. quantum computing, superconductiv-
ity), as well as under ambient conditions (material science and
polaritonic chemistry). We end this work with with a forward
look and perspective section.

I. EXACT QUANTUM CANONICAL EQUILIBRIUM
SOLUTION FOR HD+ MOLECULE IN A CAVITY

A. Hamiltonian Representation

In the following we rely on the non-relativistic QED Pauli-
Fierz (PF) Hamiltonian in dipole approximation for the fun-
damental description of the light-matter interaction within a
cavity tuned to the infrared or optical regime.33–38 The result-
ing Hamiltonian assumes the following form in the Coulomb
gauge,39

Ĥ =
Np

∑
i=1

1
2mi

(
p̂i−ZiÂ

)2
+

Np

∑
i< j

ZiZ j

|r̂i− r̂ j|
+∑

α
ωα

(
â†

α âα +
1
2

)
,(1)

where Np is the number of (fermionic or bosonic) massive
particles, i.e., electrons and effective nuclei that constitute the
molecules inside the cavity, with mi and Zi the corresponding
masses and charges, respectively. For each particle we denote
the conjugate self-adjoint momentum and position operators
as p̂i and r̂i, respectively. The photonic environment is de-
fined in terms of modes α with corresponding frequency ωα ,
linear polarization direction εα and coupling strength (effec-
tive mode volume) λα . Here â†

α is the usual bosonic creation
and âα the annihilation operator for mode α . The quantized
transverse vector potential is then given as

Â = ∑
α

λαεα√
2ωα

(âα + â†
α), (2)

We have neglected explicitly spin-dependent terms such as
Zeeman and Spin-Orbit coupling terms here. The spins of the
massive particles become important only for determining the
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symmetry of the eigenfuntions, i.e., fermionic anti-symmetry
and bosonic symmetry under exchange of spin-space coor-
dinates. However, in order to make the eigenvalue problem
posed by Eq. (1) numerically tractable, a few more simplifica-
tions are necessary: First, we restrict to one effective mode
α of the cavity. As a next step we restrict to three parti-
cles, i.e., Np = 3. This allows us to treat, e.g., a helium
atom, an H+

2 or an HD+ molecule40. Here we choose an HD+

molecule, that is, a positively charged molecule with one pro-
ton, one deuteron and one electron. Going beyond three par-
ticles is numerically intractable with nowadays computational
power except for the introduction of additional approxima-
tions, as for example done by exchange correlation functionals
in QEDFT36,41–44 or by QED coupled cluster methods45–47.
Having numerically exact eigenvalues and eigenstates avail-
able for HD+ will subsequently allow us to investigate exact
thermodynamic equilibrium properties and light-matter entan-
glement under ro-vibrational strong coupling. For this pur-
pose, we shortly recapitulate the key technical ingredients of
our problem-adapted numerical approach, as they become es-
sential for the subsequent discussions.

To achieve a numerically tractable form of our quantized 3-
body problem coupled to one quantized cavity-photon mode
in the long-wavelenth limit, the corresponding non-relativistic
Pauli-Fierz Hamiltonian has to be expressed in centre-of-mass
(COM) Rc := ∑i miri

∑i mi
and relative coordinates rci = ri −Rc.

Moreover, a relative velocity form of the Hamiltonian be-
comes important,40 which is obtained from a unitary Power-
Zienau-Woolley transformation

Û := exp

(
i
λαεα · d̂√

2ωα
(âα + â†

α)

)
, (3)

where the relative dipole operator was introduced as,

d̂ :=
3

∑
i=1

Zir̂ci. (4)

Next we perform a canonical commutator-preserving substitu-
tion S of the photon operators, i.e., âα

S7→ −iâα and â†
α

S7→ iâ†
α ,

resulting in40

Ĥ ′ := S◦ÛHÛ† (5)

=
1

2M

(
P̂c−

λαεα Qtot

ωα
p̂α

)2

+
3

∑
i=1

p̂2
ci

2mi
+

3

∑
i< j

ZiZ j

|r̂ci− r̂c j|
(6)

+
1
2

[
p̂2

α +ω2
α

(
q̂α −

λαεα

ωα
· d̂
)2
]
.

Here Qtot := ∑3
i Zi is the total charge and M := ∑3

i mi the total
mass of the three particle system. We note that the canonical
variable q̂α and its conjugate momentum p̂α correspond to the
displacement field and we have thus mixed the original light
and matter degrees of freedom of the Coulomb gauge48,49.
Thus physical observables of the photon field, e.g., the trans-
verse electric field fluctuations, can depend on the displace-
ment, COM and relative coordinates (see, e.g., Eq. (21)). The

resulting stationary eigenvalue problem can be solved numer-
ically exactly using the wave function ansatz

∣∣ψ ′k,n
〉
= eik·Rc

∣∣∣Φ′kz,n

〉
, (7)

where we have chosen the cavity mode polarized along z,
wave vectors k and quantum numbers n. The solution can be
achieved by a smart choice of a spherical-cylindrical coordi-
nate system, where angular integrals are treated analytically
and radial integrals numerically by using Gauss-Laguerre
quadrature.40,50,51 From the choice of our gauge an interest-
ing property of the Hamiltonian becomes immediately evident
for charged molecules with Qtot 6= 0, e.g. HD+. For those
molecules, the COM motion directly couples to the displace-
ment field of the cavity,40 which will add additional numerical
complexity to our subsequent numerical treatment in thermal
equilibrium.

B. Thermal Equilibrium in Polaritonic Systems

The rigorous quantum statistical treatment of a hybrid light-
matter system poses interesting theoretical questions, since it
contains bosonic and fermionic degrees of freedom that are
strongly mixed (we note here that the nuclear degrees of free-
dom can be both, fermionic or bosonic, depending on the ef-
fective spin of the nuclei). In the general case the canonical
equilibrium density operator ρ̂ is a stationary solution of the
quantum Liouville equation,

[Ĥ, ρ̂] !
= 0, (8)

subject to the constraints of constant particle number, volume
and temperature. The canonical density operator assumes the
following general form at temperature T ,

ρ̂ = ∑
n

e−βEn

Q
|ψn〉〈ψn| , (9)

where En and |Ψn〉 are the corresponding Np-particle eigenen-
ergies and eigenstates, Q := ∑n e−βEn the canonical partition
function and β = 1/(kBT ). In the traditional uncoupled case,
i.e., for λα = 0, where the Np fundamental particles in Eq. (1)
could for example form N spatially distinct molecules (assum-
ing dilute limit), we can simplify the problem by means of sta-
tistical physics. Hence, we can treat these N molecular entities
either as effective bosons or fermions, i.e. we can occupy the
new quasi-particle states according to a fermionic or bosonic
statistics. In more detail, we can thermally populate the cor-
responding N-particle states |ψn〉 ≈

∣∣∣ψ(1)
n1

〉
∧ ...∧

∣∣∣ψ(1)
nN

〉
for

effective fermions, or |ψn〉 ≈
∣∣∣ψ(1)

n1

〉
� ...�

∣∣∣ψ(1)
nN

〉
for effec-

tive bosons with En ≈ E(1)
n1 + ...+ E(1)

nN . Here we have in-
troduced the single-molecule eigenenergies E(1)

n and eigen-
states

∣∣∣ψ(1)
n

〉
. For the uncoupled case λα = 0, the bare pho-

ton modes α just obey the usual Bose-Einstein distribution.
Consequently, the thermal density matrix operator of Eq. (9)
would just be a tensor product of the thermal density matrix
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of the (non-interacting) molecules and the uncoupled photon
modes.

In the strong coupling case λα > 0 things become com-
plicated. In this case, this simple tensor product ansatz
might, however, be no longer sufficient, since the matter
and photon degrees of freedom can strongly mix and we
apriori loose a clear entity to treat statistically (e.g. spa-
tially separated molecules). Indeed, the assumption (some-
times employed in polaritonic chemistry) that light and mat-
ter can form a quantum-coherent "super-molecule" inside a
cavity24,25 would suggest to treat the complete ensemble of
molecules plus cavity as a single quantum entity. If this were
the case also for higher temperatures, we would have a macro-
scopic quantum state at ambient conditions with potential
quantum entanglement between the cavity and the ensemble
of molecules, which seems rather implausible. Moreover, in
this case the fundamental quantum statistics of the individual
Np particles as used in Eq. (9) might become dominant and
we need to consider the individual particles completely de-
localized over macroscopic distances at ambient conditions.
While the rigorous quantum treatment of such an ensemble
of molecules is numerically not feasible, we can investigate
thermal quantum properties (e.g. light-matter entanglement)
for the simplest case N = 1, i.e., we just have a single HD+

molecule strongly coupled to the cavity. In this case we will
have access to the exact thermal density matrix of Eq. (9) since
we can calculate the lowest-lying (ro-vibrational) eigenstates
of Eq. (7). The numerical details of our approach are de-
scribed in the Supporting Information of Ref. 40 as well as
in App. A below with focus on the thermal quantum ensem-
bles.

A few remarks: It is important to contrast the above notion
of chemical systems being quantum-coherently coupled with
other type of effective quantum models for excitations, e.g.,
polariton-excitons. In these situations, it is not the wave func-
tion of the ensemble of molecules that is being considered, but
the excitation’s quasi-particle instead, i.e., merely the quan-
tized excitation are being transferred between fixed molecular
structures. We further note that in the case of variable particle
numbers, the statistical grand-canonical ensemble should rep-
resent different realizations of Np particles coupled to a cav-
ity as opposed to an indefinite (Fock-space) number of parti-
cles coupled to a single cavity. However, the grand-canonical
treatment will not be discussed further in this work.

II. EXACT QUANTUM PROPERTIES FOR VIBRATIONAL
STRONG COUPLING AT FINITE TEMPERATURE

Having the exact thermal equilibrium density operator
available for a real molecule under vibrational strong coupling
conditions enables to approach the questions raised in the in-
troduction. In the following we will see how the strong light-
matter coupling condition induces finite (!) temperatures for
the matter and light subsystems, despite keeping the total sys-
tem temperature at 0 Kelvin, and how the subsystem tempera-
tures approach the canonical temperature when we couple the
cavity-molecule system to an external heat bath. Next we will

investigate the effect of the hybridization between light and
matter on thermal and quantum fluctuations. Finally we dis-
cuss quantum entanglement between light and matter at cryo-
genic temperatures yet show how increasing the temperature
destroys quantum entanglement, contrary to predictions from
the ubiquitous Jaynes-Cummings model. This resulting clas-
sical nature of light-matter interaction makes the appearance
of a quantum coherent “super-molecule” implausible at ambi-
ent conditions.

A. Temperature Under Strong Coupling Conditions

Having numerically exact canonical ensemble densities
available at temperature T , it is interesting to investigate how
the strong coupling condition affects the separate molecu-
lar and photon subsystem temperature. As discussed above,
the presence of the strongly coupled cavity mode breaks the
common weak coupling assumption for the matter subsystem,
which will lead to a non-canonical thermal subsystem density
matrix operator. In the following, we will quantify the cavity-
induced temperature effects on the matter and light subsystem
levels for vibrational strong coupling.

For this purpose, we introduce a natural definition of sub-
system temperatures τ in terms of the reduced density matrix
(RDM) formalism, which will provide access to subsystem-
equilibrium properties, given that the full light-matter sys-
tem is in canonical equilibrium at temperature T . Naturally,
the definition of a subsystem-temperature τW for a strongly
coupled subsystem W involves some ambiguities as we will
see, except for the weak coupling limit λα → 0, where one
should recover canonical properties for the subsystem W , i.e.
τW → T . We also note the obvious connection to quantum em-
bedding schemes such as subsystem density-functional the-
ory52 or density-matrix embedding theory53,54 Let the RDM
operator of ρ̂ given in Eq. (9) be defined by

ρ̂W,V := TrV [ρ̂], (10)

for a bi-partite partitioning of the full polaritonic system
W ⊗V . The bar indicates the traced out vector space V . It
is straightforward to show that ρ̂W,V remains a self-adjoint op-
erator with TrW [ρ̂W,V ] = 1, due to the normalisation of the
ensemble density matrix operator ρ̂W,V by the canonical par-
tition function Q. Because ρ̂W,V is self-adjoint on the Hilbert
space W we have a unique diagonal representation

ρ̂W,V = ∑
l

wl |l〉〈l| . (11)

This always allows to define, for an arbitrary (!) temperature
τarb, a self-adjoint operator for which ρ̂W,V represents a canon-
ical ensemble. We can do so by choosing Earb

l such that

e
−

Earb
l

kbτarb = wl , (12)

which leads to Ĥarb
W = ∑l Earb

l |l〉〈l|. So to find a physically
reasonable definition of a subsystem temperature we need to
fix the subsystem Hamiltonian ĤW . In the case of coupled
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light-matter systems this can be done naturally by taking λ =
0 in Eq. (6) and considering the decoupled light and matter
Hamiltonian. In this case we can further subdivide the matter
Hamiltonian in COM and relative matter system, i.e, we use
the notation W ∈ {pt,COM,m} for the different subsystems.
Using the corresponding subsystem Hamiltonians we can then
determine

EW
l = 〈l| ĤW |l〉 (13)

and then get numerically the corresponding subsystem tem-
perature τW by the fitting

inf
τW

(
∑

l

∣∣∣wl− exp
(
− EW

l
kbτW

)∣∣∣
)
. (14)

We expect this choice to be reasonable for moderately inter-
acting subsystems, which remain close to an equilibrium at
τW ≈ T . Obviously, our subsystem temperature definition will
not work anymore for very strongly interacting subsystems
(e.g. light and matter under ultra-strong coupling conditions,
or the partitioning of a molecular bond into two pieces). In
that case, there would be no reason to expect an exponential
fitting for τW to be reasonable and the non-canonical contri-
butions would be dominating. We note that by construction,
for non-interacting subsystem W and V (e.g. photon mode
and matter at λα = 0), the RDM operators equal the subsys-
tem canonical density matrix operators ρ̂W , i.e., TrV ρ̂ = ρ̂W
with T = τ . This is a common assumption for weakly in-
teracting subsystems of interest, which considerably reduces
the complexity of the problem, but cannot be imposed under
strong vibrational coupling conditions, as we will show sub-
sequently.

Let us first consider the simple COM subsystem. For the
temperature of the COM motion one immediately finds

τCOM = T, (15)

because the eigenfunctions of our fully coupled HD+ Hamil-
tonian given in Eq. (7) ensures that the full Hamiltonian and
ensemble density matrix operator are blockdiagonal with re-
spect to the quantum numbers k. Therefore, the partial trace
operation acting on the relative matter and photonic degrees
of freedom reduces each block to one dimension. Conse-
quently, both reduced matrices are diagonal, which trivially
obey [ĤCOM, ρ̂COM] = 0. This implies that the COM dynamics
obeys strict canonical equilibrium within the long-wavelength
limit of the Pauli-Fierz theory. This is a nice consistency be-
tween the classical idea of the temperature of a gas, which
assumes a certain distribution of velocities of particles, and
the quantum-mechanical treatment.

However things change fundamentally for the relative
matter temperature τm(T,λα ,ωα) and photon temperatures
τpt(T,λα ,ωα) as displayed in Fig. 1 for ro-vibrational strong
coupling with λ = 0.005 [a.u.] for frequencies close to the
first ro-vibrational excitation of HD+ at ω = 5.4 meV. Notice
that the aforementioned blockdiagonal nature of the full en-
semble density matrix significantly simplifies the numerics of
those calculations, because the partial trace operation acting
on the COM subsystem then effectively reduces to the trace

operator summing over kz. Our temperature definitions al-
ready indicates that the strong light-matter coupling induces
different heating as well as cooling effects on the subsystems,
which depend on the fixed temperature T and coupling λα and
partially on the cavity mode frequency ωα . In more detail,
we observe two different regimes for the matter temperature
τm. It converges to a finite minimal matter temperature for
T / T0 = 10 K. This lower bound for the matter temperature
τm(T → 0,λα > 0,ωα) > 0 and the corresponding transition
temperature T0 strongly depends on the chosen light-matter
coupling λα and virtually no dependency on the chosen reso-
nance frequency ωα was observed. As we will see also in the
following sections, at approximately T0 not only the matter
subsystem temperature starts to deviate strongly from the ex-
ternally defined (canonical) temperature, but also other impor-
tant properties of the coupled light matter system change their
character. The transition temperature T0 is therefore a char-
acteristic quantity of the coupled HD+ system. For T0 / T ,
we find that τm / T , i.e. it almost corresponds to the temper-
ature of the total system with a slight cooling involved. For
the temperature of the strongly coupled photon mode τpt we
find a different behaviour. Still at low T / T0 there is a clear
heating observed, i.e. τpt > T . However, this turns into a sig-
nificant cooling τpt < T for larger T . In contrast to the relative
matter subsystem, the magnitude of the heating and cooling
regimes strongly depends on the chosen cavity frequency ωα .
The qualitative difference of τpt and τm is not surprising, since
HD+ is a charged molecule. Therefore, the thermal COM mo-
tion kz 6= 0 along the polarization εα ‖ kz will significantly af-
fect the photon-field, i.e. the thermal center of charge motion
is formally equivalent to the pumping of the cavity with exter-
nal currents. A priori this “temperature pumping” effect will
directly increase the photon number and thus affect τpt, but
much less (i.e. only indirectly) the relative molecular system.
In contrast, we would expect qualitative similar behaviour for
τpt and τm for a neutral molecule under vibrational strong cou-
pling, i.e. (virtually) no dependency on ωα .

We want to highlight that at ultra-low temperatures T ≈
0 the vibrational strong coupling seems to induce a non-
equilibrium condition for the subsystems, which can be re-
garded as a significant heating, i.e. the absence of 0 K for
matter and light. This finding may be particularly relevant
for the future interpretation of experimental data in the low
cryogenic regime, e.g. for modifications of the critical tem-
perature of cavity assisted superconductivity6 and other po-
laritonic phenomena (condensates) at low T .

B. Cavity Modified Thermal Fluctuations

In a next step, we investigate how the strong ro-vibrational
coupling affects the (vacuum) field mode and matter fluctu-
ations in thermal equilibrium. Reaching a detailed under-
standing of cavity-modified fluctuations is not only of theo-
retical interest, but it is of fundamental importance for the
emerging fields of polaritonic chemistry and materials sci-
ence, where modified fluctuations would call for an adaptation
of usual molecular dynamics simulations and rate theories20.
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FIG. 1: Left: Heating and cooling effects for the matter subsystem temperatures τm emerging from cavity-induced
non-equilibrium conditions under vibrational strong coupling for λα = 0.005 at h̄ωα for different total system temperatures T .
Red dots correspond to the exact solution for HD+ coupled to a single cavity mode, whereas blue dotes visualize the
equilibrium value for the weak coupling assumption, i.e. τ = T . Right: The same analysis for cavity-induced modifications of
the photon mode temperature τpt under vibrational strong coupling.

For example, changing the dynamics (fluctuations) of matter
in a (cavity)-frequency selective manner under thermal equi-
librium conditions opens new pathways to steer and control
chemical reactions,.11

For this reason, we subsequently investigate the exact
field and matter dipole fluctuations accessible for our HD+

molecule under ro-vibrational strong coupling. As previously
stated, the strongly coupled HD+ molecule is diagonalised in
the COM- relative length gauge which follows from the trans-
formation given in Eq. (3). Consequently, to obtain physi-
cally meaningful results, we need to also transform the usual
Coulomb-gauged observables to our gauge choice. That is,
when evaluating the respective physical observables Ô defined
in (the velocity form of the) Coulomb gauge (see Eq. (1)), we
consider Ô′ := S◦ÛÔÛ† instead.

We find the transformed vector potential Â′, the displace-
ment field D̂′ and the transverse electric-field Ê′ operators,
polarized along the polarization axis of the cavity z as

Â′z =
λα p̂
ωα

, (16)

D̂′z = λα ωα q̂α , (17)

Ê ′z = D̂′−λ 2
α d̂z. (18)

The respective squared operators for the field and dipole fluc-
tuations then become

Â′2z =
(λα p̂α

ωα

)2
, (19)

D̂′2z = (λα ωα q̂α)
2, (20)

Ê ′2z = D̂′2z −2D̂′zλ
2
α d̂z +λ 4

α d̂2
z (21)

d̂2
z =

( 3

∑
i=1

Ziẑci

)2
(22)

Notice that the physical transverse electric field operator cor-

responds to the displacement field operator in the standard
velocity form of the Hamiltonian operator given in Eq. (1),
i.e. Ê = D̂′. However, our specific gauge choice introduced
the dependency on the relative dipole operator as given in
Eq. (18).

The conservation of the parity symmetry P for the Hamilto-
nian operator Ĥ as well as for Ĥ ′ in our COM-relative gauge
has interesting consequences for the fully quantized system.
From the Hamiltonian invariance under (r̂, q̂α)

P7→ (−r̂,−q̂α)
a zero transversal field and zero dipole condition follows:

〈Ê′〉k,n = 〈Â′〉k,n = 〈D̂′〉k,n = 〈d̂〉k,n = 〈r̂ci〉k,n = 0.(23)

This implies that we need to break the parity symmetry of
the Hamiltonian in order to have a finite molecular dipole,
e.g. by fixing the nuclei on a Born-Oppenheimer surface.
In this way we choose a specific realization of the other-
wise symmetric possibilities of free space55. In practice the
choice of which possibility is realized is then governed by the
local environment. This has interesting consequences for a
potential "super-molecule" of a quantum-coherent ensemble
of molecules, as we will discuss later. Consequently, pho-
ton field and matter dipole fluctuations of the form ∆O =
〈Ô2〉− 〈Ô〉2 can entirely be described by Eqs. (19)-(22). No-
tice the Eq. (23) allows to disentangle thermal E-field fluc-
tuations 〈Ê ′2z 〉T in terms of dipole 〈d̂2

z 〉T and displacement-
field fluctuations 〈D̂′2z 〉T as well as their respective quantum
correlations following from 〈D̂′zd̂z〉T 6= 0, which become ex-
actly zero in the classical limit due to the previous parity ar-
gument, i.e. from Eq. (23). The magnitude of this gauge-
dependent (!) quantum correlations is a priori of no physical
interest. However, it becomes a relevant quantity for the fu-
ture development of approximations in theoretical models or
for simulation methods under cavity-modified thermal equi-
librium conditions (e.g. in terms of open quantum systems20
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or within semi-classical cavity Born-Oppenheimer molecular
dynamics20,56).

When tuning the cavity on resonance with the first ro-
vibrational excitation of HD+, we find the temperature de-
pendency of the fluctuations as shown in Fig. 2 for λα = 0.01.
When evaluating the ensemble averages of the operators given
in Eqs. (19)-(22), we observe a significant increase (shift) of
the transverse electric field fluctuations 〈Ê ′2z 〉T compared with
thermal vacuum fluctuation 〈D̂′2z 〉T, bare of a bare cavity mode,
due to the strong coupling with matter. The displayed ana-
lytical electric/displacement field fluctuations of a bare cavity
mode can be calculated analytically as

〈D̂′2z 〉T, bare = 〈Ê ′2z 〉T, bare = λ 2
α ωα

[
1
2
+

e−
ωα
kBT

1− e−
ωα
kBT

]
, (24)

which converges to

〈D̂′2z 〉T, classic
kBT�h̄ωα−→ λ 2

α kBT, (25)

in the classical limit for kBT � h̄ωα . While the dressed elec-
tric field fluctuation overall are shifted to higher values, the
temperature dependency remains more or less preserved with
respect to the thermal quantum fluctuations of a bare cav-
ity mode. For the thermal matter fluctuations of the cou-
pled dipole operator, i.e. for 〈d̂2

z 〉T , we find a slight suppres-
sion at temperatures T < T 0 ≈ 15 K with λα = 0.01, fol-
lowed by an increase of the fluctuations at higher tempera-
tures, which indicates the transition to a different regime of
physics at a temperature T 0, which is in agreement with the
previous observations for the subsystem temperatures. Simi-
larly, the gauge-dependent light-matter quantum correlations
of the form 2D̂′zλ 2

α d̂z change from a slight increase to a small
suppression. However, overall they remain negligibly small,
i.e. two orders of magnitude smaller than the physically rele-
vant transverse electric field fluctuations. Consequently, quan-
tum correlations between the dressed displacement field and
the matter dipole could safely be neglected, which opens room
for efficient approximations to investigate more involved sys-
tems. In contrast to the increase of the transverse electric
fluctuations, our simulation depicts that the thermal fluctua-
tions of the vector potential 〈Â′2z 〉T are suppressed most sig-
nificantly at low temperatures T / T 0, compared with a bare
cavity mode,

〈Â′2z 〉T, bare =
λ 4

α
ωα

[
1
2
+

e−
ωα
kBT

1− e−
ωα
kBT

]
, (26)

with its classical counterpart for kBT � h̄ωα

〈Â′2z 〉T, classic
kBT�h̄ωα−→ λ 4

α
ω2

α
kBT. (27)

While beyond T 0 the quantum harmonic oscillator solution is
quickly approached.

Overall, the theoretically predicted suppression of matter
fluctuations 〈d̂2

z 〉T at temperatures far beyond T 0 confirm from
first principles that the equilibrium dynamics of matter can in-
deed substantially be modified by ro-vibrational strong cou-
pling to the quantized cavity modes, as proposed in Ref. 20

(before reaching the classical limit kBT � h̄ωα ). This ob-
servation has potential impact on the future development of
polaritonic reaction rate theories and non-equilibrium simula-
tion methods, which are crucial for the design of novel cavity-
mediated reaction processes and for cavity-mediated modifi-
cations of the equilibrium ground state in quantum materi-
als. Aside from the significantly modified matter dynamics
at high temperatures, the discovered transition to a different
fluctuation regime for cryogenic temperatures T < T 0 raises
the question of the underlying physical mechanism, which we
will discuss in the following.

C. Cavity Induced Light-Matter Entanglement at Finite
Temperature

Apart from identifying cavity-mediated heating/cooling
and correlating thermal fluctuations between light and mat-
ter, our exact solution of HD+ in a cavity also allow to assess
the “quantumness”, i.e. the quantum entanglement of the light
and matter, at finite temperatures. Entanglement between light
and matter would make strongly-coupled molecule-cavity sys-
tems for ro-vibrational frequencies interesting for potential
applications in quantum-information processing. This would
be specifically true if this entanglement would be thermally
stable for sizeable temperatures. We further note that to the
best of our knowledge, this is the first study that computes
light-matter entanglement for a real molecular system in a
cavity, i.e. one does not rely on a model Hamiltonian that
treats the matter degrees of freedom in a very simplified man-
ner.

To investigate this question we will determine the
temperature-dependent light-matter entanglement under ro-
vibrational strong coupling. For this purpose, we rely on the
logarithmic negativity

ηW (ρ̂) := log2

(
2 ∑

νi<0
|νi|+1

)
, (28)

which is a computationally efficient (i.e. not NP-hard) bipar-
tite entanglement measure applicable to mixed states of distin-
guishable particles.57–61 The negative eigenvalues νi are cal-
culated from the partial transpose of the ensemble density op-
erator ρ̂ΓW with respect to the chosen subsystem W in a bipar-
tite partitioning. Fortunately, the necessary distinguishability
criterion is certainly fulfilled for our dressed HD+ molecule,
since its three fermionic constituents are different (electron,
proton, deuteron) and couple to one bosonic cavity mode only.
The logarithmic negativity entanglement measure serves as an
upper bound for the distillable entanglement.61 However, a
zero logarithmic negativity does not imply that the bipartite
subsystems are not entangled, since a bound entangled state
cannot be detected.62 This has particularly interesting impli-
cations for our charged COM motion, which directly couples
to the photon field. Indeed the COM motion in a cavity pro-
vides a nice example of a bound entangled state with respect
the rest of the system. In more detail, we find

ηCOM(ρ̂(T )) = 0, (29)
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FIG. 2: From top to bottom: Thermal quantum fluctuations
for electric ∆E ′z and displacement field ∆D′z, dipole ∆dz,
dipole-displacement correlations 2D′zλ 2

α dz and vector
potential ∆A′z operators. Comparing to the uncoupled
fluctuations (λ = 0) reveals two different fluctuation regimes
bellow and above T 0 ≈ 15 K for a coupling strength of
λ = 0.01 and the cavity tuned on the first ro-vibrational
excitation of HD+.

because of ρ̂ΓCOM = ρ̂ , which uses that ρ̂ is blockdiagonal
with respect to k. However, at the same time the COM subsys-
tem is not separable provided that λα 6= 0, kz 6= 0, Qtot 6= 0.
Under these circumstances the charged COM motion along
z couples to the photon field, i.e. both factors in the exact
eigenfunction given in Eq. (7) depend on kz. Consequently,
the COM partition forms a bound entangled pair with the rest
of our system.

Now let us have a look at the entanglement between light
and matter for our dressed HD+ molecule. The detailed nu-
merical procedure to determine the logarithmic negativity

ηm(ρ̂(T )) = ηpt(ρ̂(T )) (30)

for our system is given in App. B. Because we have already
discussed that the coupled COM degrees of freedom cannot
contribute to the logarithmic negativity, any non-vanishing
value of ηm can be attributed to entanglement between the
relative matter subsystem and the photon field. In Fig. 3
the numerically exact ηm is displayed (in red) with respect
to the temperature T , where we have set the coupling to
λα = 0.005 and tuned the cavity on resonance with the first
ro-vibrational excitation. We find significant, almost con-
stant, light-matter entanglement ηm between 0 and T 0 ≈ 10
K, which then quickly drops for higher temperatures and re-
mains zero for temperatures beyond 18 K. Consequently, the
different physical regime for T > T 0 seems to be a conse-
quence of the thermal extinction of the entanglement between
light and matter. This indicates that a classical description
for the coupling of light and matter might cover all relevant
aspects for temperatures beyond T 0. In contrast, the obser-
vation of a non-zero logarithmic negativity measure indicates
that our hybridized thermal state (dominated by the coupled
light-matter ground state) would in principle be suitable for
quantum computing in the cryogenic regime T < T 0. How-
ever, not surprisingly, as soon as the temperature becomes
large enough such that a sizeable contribution from the ex-
cited states is mixed with the ground state, the light-matter
entanglement is lost. By increasing the coupling parameter
λα one can in principle reach entanglement at slightly higher
temperatures. However, overall it will be limited by the ther-
mal population of the lowest ro-vibrational excitation, i.e. our
simulations confirm that cavity-induced light-matter entangle-
ment for vibrational strong coupling can only be achieved un-
der thermal equilibrium condition at ultra-low temperatures.
This effect is a direct consequence of the hybridisation of light
and matter in the ground state. Neglecting this delicate aspects
of cavity-induced ground state modifications from the Pauli-
Fierz Hamiltonian, as commonly done in phenomenological
models,15 leads to qualitatively and quantitatively contradict-
ing results.

For example, when applying the logarithmic negativity
measure to the ubiquitous Jaynes-Cummings model used to
describe polaritonic systems one finds (see App. C).

ηm(ρ̂JC(T )) =

log2

[
1+

√
e−

2Eg
kBT +

(
e−

El
kBT − e−

Eu
kBT
)2
− e−

Eg
kBT

]
, (31)
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FIG. 3: Logarithmic negativity measure for the entanglement
of light and matter for a HD+ molecule in a cavity under
thermal equilibrium conditions. The exact equilibrium
solution of the Pauli-Fierz Hamiltonian (red) shows constant
entanglement up to T ≈ T 0, which then is quickly destroyed
thermally. In contrast, the phenomenological
Jaynes-Cummings model (green) suggest the opposite
behaviour, i.e. thermal entanglement creation by mixing the
bare matter ground state with excited polaritons. Notice that
we can only interpret each measure individually, but we
cannot relate the magnitudes for the two systems (acting on
different Hilbert spaces), since the logarithmic negativity is
not asymptotically continuous.

assuming a cavity tuned on resonance with the bare matter ex-
citation. The Jaynes-Cummings model implies a bare matter
ground-state and thus automatically leads to

ηm(ρ̂JC(T → 0)) = 0, (32)

Indeed, neglecting the hybrid light-matter nature of the ground
state introduces a thermal light-matter entanglement as shown
in Fig. 3 in green, i.e. the thermal mixing of the eigenstates
creates entanglement under equilibrium conditions instead of
(correctly) destroying it with increasing temperatures. Notice,
in our work we investigate light-matter entanglement under
thermal equilibrium conditions. Clearly, when preparing the
system initially in an excited polaritonic state (e.g. lower or
upper polariton) things will change and the Jaynes-Cummings
model may become a reasonable approximation again. In con-
trast, the ground-state-dominated light-matter entanglement
at thermal equilibrium corresponds to a stationary solution
of the system (see Eq. (8)), which at sufficiently low tem-
peratures is a long-lived and robust with respect to perturba-
tions/decoherence effects. We note that even including the
full continuum of modes of the electromagnetic field, i.e. ra-
diative dissipation, will keep the ground state of the molecule
infinitely lived and thus a true bound state in the continuum
which is completely decoherence free35.

III. DISCUSSION, CONCLUSION AND OUTLOOK

Having investigated the role of temperature, quantum fluc-
tuations and entanglement for the HD+ under ro-vibrational
strong coupling to a single cavity photon mode, we can col-
lect our findings to develop a concise picture of polaritonic
systems in thermal equilibrium. Despite being limited to ex-
act results of the HD+ molecule, strongly coupled in relatively
narrow frequency regime at low temperatures, we can extrap-
olate fundamental dynamical characteristics from this proto-
typical molecular polaritonic system to a broader frequency
and temperature range. Thanks to the exact first principle ap-
proach, the number of initial assumptions and approximations
could be reduced to a minimum, which provides unprece-
dented insights as summarized in Fig. 4. Based on our simula-
tion results, we suggest to distinguish three different regimes,
where the (nuclear) dynamics is governed by different type of
physics:

(i) First, at low cryogenic temperatures T < T 0 of the
combined system, we find light-matter entanglement
η(λα) > 0, which arises from cavity-induced modifi-
cations of the ground state. Consequently, an accurate
theoretical description requires a priori the full quan-
tum treatment of light and matter. This automatically
implies cavity induced non-equilibrium quantum dy-
namics for the respective subsystems in absence of ex-
ternal driving. Furthermore, having distillable quantum
entangled states available in the ground state of molec-
ular polaritonic systems, may also be of interest for the
design of robust entangled states suitable for quantum
computing.27,29,63 Note also that the discovered heat-
ing of the subsystem temperatures due to strong light-
matter interaction, effectively prevents the sub-systems
from reaching 0 K, despite approaching the hybridised
groundstate of the total system at 0 K. This effect should
potentially be considered, for the interpretation of exper-
imental results in the ultra low cryogenic regime, e.g. for
cavity mediated superconductors.

(ii) By increasing the system’s temperature T , thermal mix-
ing of eigenstates quickly destroys the quantum entan-
glement between light and matter at T > T 0 even in
the strong coupling regime. Consequently, we enter the
regime of correlated light-matter dynamics (see also
Fig. S1 in the Supporting Information for IR to visible
strong coupling regimes). However, the field fluctuations
are still governed by quantum laws influencing the mat-
ter via strong coupling, even in absence of light-matter
entanglement. We can distinguish two sub-cases:

(a) At low thermal energies, i.e. T 0 < T ≤ h̄ωα/kB, the
disentangled field fluctuations are mainly driven by
the vacuum fluctuations of the (dressed) ground
state of the hybrid light-matter system. Overall, the
coupling to matter enhances the fluctuations com-
pared with a bare cavity mode (i.e. in our setup the
coupled transversal electric (vacuum) field fluctua-
tions are doubled).
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(b) At moderately higher temperatures h̄ωα/kB / T ,
thermal mixing of few excited states start to con-
tribute to the field fluctuations. Therefore, a quan-
tum thermal description is still required, before
reaching the classical thermal limit for kBT �
h̄ωα .

Interestingly, the correlation of quantum fluctuations
(vacuum and thermal) with matter can be sustained well
beyond room-temperature for typical molecular cou-
pling frequencies in the vibrational and ro-vibrational
regimes, as we can infer from the analytic solution
of the bare mode fluctuations (i.e., by comparing Eqs.
(24) & (25)). This has particularly interesting conse-
quences for the theoretical description of chemical pro-
cesses in a polarionic setting. First of all, the ob-
served loss of light-matter entanglement at low cryo-
genic temperatures opens the door for a semi-classical
description/interpretation of the cavity-induced (non)-
equilibrium physics. For example in terms of a cavity
Born-Oppenheimer picture,56 which treats the nuclei and
photons classically, but accounts for the non-classical
nature of the field fluctuations.20 Choosing this semi-
classical picture to interpret the physical mechanisms
has two interesting consequences. First, it can trivially
be generalised to polaritonic ensembles with different
matter constituents, e.g. N > 1, since the classical nu-
clei and photons become distinguishable, which avoids
the initially stated issues of mixed quantum-statistics
or the partitioning into non-interacting subsystems. It
also agrees with the usual approach to molecular en-
sembles where the large amount of molecules allows a
semi-classical statistical description. For instance, for
a large ensemble of gas phase molecules no permanent
dipole appears as the orientations of the dipoles fluc-
tuate randomly55. Second, the coexistence of classi-
cal and quantum fluctuations in a Langevin-setting20 at
room temperature is expected to induce stochastic res-
onances in the coupled system characterized by “clas-
sical” non-equilibrium nuclear dynamics. Stochastic
resonances have been proposed as a mechanism to ex-
plain the experimentally observed resonance phenomena
in cavity-mediated chemical reactions,20 which emerge
in absence of external periodic driving under ambient
conditions,6,10 but have not yet been fully rationalised
theoretically.

(iii) In the high temperature limit kBT � h̄ωα , the thermal
fluctuations of the cavity eventually approach the classi-
cal limit, which suggests that we reach classical canon-
ical nuclear dynamics20 and aforementioned stochastic
resonance phenomena can no longer emerge.20 There-
fore, modifications of ground state chemical processes
will most likely be dominated by canonical free en-
ergy modifications induced in a cavity. For example,
single molecular strong coupling is believed to be in-
duced/enhanced in a collectively coupled molecular en-
vironment, as a consequence of local perturbations (e.g.
nuclear displacement).64 Furthermore, cavity modified

non-adiabatic effects from excited electronic states may
also start to play a significant role.

Similarly to the high temperature limit, we anticipate
canonical nuclear dynamics also in the high frequency
limit (electronic strong coupling), which cannot be ac-
cessed with our numerical setup, however. In more de-
tail, when coupling the cavity to electronic excitation
energies we expect that thermal field fluctuations will
be negligible under ambient conditions and thus only
the vacuum mode fluctuations will alter the electronic
properties locally64 as well as collectively. Therefore,
the dynamics of the nuclei will most likely be well de-
scribed by pure classical canonical dynamics in ther-
mal equilibrium, except at ultra-low temperatures, where
(as always) quantum statistics starts to play a signifi-
cant role. This picture is further supported by recent
simulation results, which confirm that nuclear dynamics
under electronic strong coupling is well described clas-
sically in a Born-Oppenheimer picture with separated
electronic and photonic degrees of freedom.56 Whether
or not electronic strong coupling introduces entangle-
ment between light and matter beyond the cryogenic
temperature regime can not be deduced from our sim-
ulations, but it seems rather unlikely.

The above-developed theoretical picture of light matter in-
teraction unifies our exact findings with previous theoretical
considerations on polaritonic chemistry in Ref. 20 and ap-
proximate simulation results in Ref. 64,65 as well as exper-
imental evidence in Refs. 10,11. This confirms that neces-
sary prerequisites are fulfilled to tackle polaritonic chemistry
under vibrational strong coupling by means of stochastic res-
onance phenomena, which highlights a new research direc-
tion in chemistry, i.e. the development of stochastic reso-
nance driven (non-equilibrium) rate theories for chemical re-
actions. Moreover, the discovered absence of zero temper-
ature for strongly coupled matter (and light) subsystems, is
considered to be highly relevant for ultra cold polaritonic sys-
tems, e.g. for quantum computing or super conducting ex-
periments. Especially, since it seems to be strongly related to
the emergence and loss of light-matter entanglement. How-
ever, clearly our theoretical picture of cavity-modified (non)-
equilibrium dynamics of realistic molecular systems is still
sketchy at the moment and requires substantial future refine-
ment. In the following, we briefly address two relevant re-
search directions that we plan to pursue next based on the
findings of the present work:

1. Mixed Quantum Statistics: As described in Section I B,
we still lack a quantum-statistical equilibrium descrip-
tion of (indistinguishable) matter, which is strongly
coupled to photonic modes, for two reasons: First, the
strong coupling of the quantized modes to the collec-
tive matter dipole a priori hinders the partitioning of
the ensemble into weakly interacting entities. Second,
if a certain partitioning is assumed, the theoretical treat-
ment of mixed bosonic/fermionic particle statistics has
only been marginally explored so far.66–68 Having a
thorough quantum-statistical description available will
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be of pivotal relevance for the better understanding of
molecular polaritonic phases in the ultra-low temper-
ature regime, where light-matter entanglement might
play a significant role. A detailed understanding of
how entanglement is build up in this regime and how
mixed quantum statistics might help to protect such
entanglement also for higher temperatures is an inter-
esting question to provide robust entangled states. A
promising starting point in this direction could be an
open quantum systems setting. However, standard open
quantum systems methods (e.g. Gorini-Kossakowski-
Sudarshan-Lindblad formalism69–71) are typically re-
stricted to the dilute gas limit, assuming non-interacting
bosonic or distinguishable molecular entities as well as
weak coupling to an external bath, i.e. they usually im-
pose Markovian dynamics.71 Those assumptions are of-
ten not met in practice for realistic molecular systems
(e.g. liquids) under strong vibrational coupling con-
ditions, where non-Markovian processes become im-
portant, as we have demonstrated in this work. Re-
cently, there have been extensions introduced for non-
Markovian dynamics72,73 and fermionic systems74,75,
which may help to gain a detailed theoretical under-
standing of the dynamics of entangled or correlated po-
laritonic systems with mixed quantum statistics.

2. The Impact of Collective Effects: The presence of mul-
tiple (identical) molecules N > 1 can significantly en-
hance the coupling strength of light and matter, which is
most prominently identified by a

√
N-scaling behaviour

of the Rabi-splitting in the Dicke model.76 While the
general relevance of collective scaling-effects on var-
ious observables in polaritonic systems is undisputed,
i.e. they appear in observables that probe the entire
system (e.g. optical absorption or non-linear spec-
troscopy), little is known on how the collective cou-
pling translates into the individual single molecular
light-matter coupling.. While phenomenological mod-
els suggest quantum properties at room temperature by
construction,25 semi-classical polarizability (e.g. radia-
tion reaction approach) may in principle be sufficient to
capture collective effects on chemical reactions at ambi-
ent conditions.77,78 Such an approach would agree with
the usual semi-classical interpretation of molecular en-
sembles. For a quantum-coherent "super-molecule" the
question of symmetry of the total ensemble would be-
come important. For instance, quantum-mechanically
small molecules have no permanent dipole since one
finds the various non-symmetric (permanent dipole) so-
lutions super-imposed and only the environment fa-
vors one over the other. On the other hand, for large
molecules or ensembles the symmetries are only obeyed
statistically55. That is, to switch quantum-mechanically
between different symmetry states of large molecules
becomes more and more unlikely with an increase of
the system size. A "super-molecule" could lift such
quantum-mechanical switching to macroscopic scales.
Our exact results cannot address such collective aspect,
since we are limited to N = 1. However, the exact loss

of light-matter entanglement at low cryogenic temper-
atures makes the quantum nature of collective strong
coupling effects highly questionable at ambient condi-
tions. Significant future research effort is needed for
a better understanding and description of quantum and
classical collective effects in polaritonic molecular en-
sembles. The possibility to use collectivity at ultra-low
temperatures to enhance light-matter entanglement is,
however, intriguing. Here the interesting connection to
ultra-cold chemistry seems worthwhile to explore fur-
ther79.

Overall, we think that our exact thermal simulation results of a
real molecular system under vibrational strong coupling con-
ditions, paves the way for many future theoretical and experi-
mental work in various research disciplines not only in quan-
tum physics, but also in chemistry and materials science in
general.
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Appendix A: Numerical Solution of Pauli-Fierz Hamiltonian
and Ensemble Averaging

The exact solution of our quantized 3-body matter system
coupled to a cavity mode relies on the choice of a highly opti-
mized, i.e. problem specific, coordinate representation,50,51 in
combination with Gauss-Laguerre numerical quadrature (see
Supporting Information of Ref. 40 for numerical details and
the Supporting Information of this work for specific computa-
tional parameter choices).

When evaluating ensemble averages numerically, we as-
sume V → ∞, which implies a continuum of quantum num-
bers kz, which allows an efficient numerical evaluation, i.e.
we replace ∑kz 7→

∫ ∞
∞ dkz. Hence, we can apply the Gauss-

Hermite quadrature procedure to approximate the infinite in-
tegral along kz numerically, i.e. by using the following
relation,80

∫ ∞

−∞

1
σ
√

2π
e−

(y−µ)2

2σ2 h(y)dy≈ 1√
π
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where xi are the roots of the Hermite polynomial Hs(x) and
the weights wi =

2s−1s!
√

π
s2[Hs−1(xi)]2

.

In our case, we map the ensemble averages of observable Â
as,
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∫ ∞
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and accordingly,
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This assumes that the transformed Â′ does not depend on
kz, ky, R̂c and P̂c, which is indeed the case for all our ob-
servables. The COM reduced Energy eigenvalue is defined as
Ered

kz,n := Ekz,n−
(
kz− λα Qtot〈p̂α 〉

ωα

)2. Hence, for the determina-

tion of µ = λα Qtot〈p̂α 〉0
ωα

it is assumed that the ground-state con-
tribution 〈p̂α〉0 to the ensemble average dominates. However,
from the symmetry argument in Eq. (23) we immediately no-
tice µ = 0, since 〈p̂α〉= 0 for all states in absence of external
driving currents, which makes accurate integration possible
for few discrete kz-evaluations only.

Appendix B: Numerics for Logarithmic Negativity

The canonical density matrix given in Eq. (9) can be written
for our system in terms of COM, relative and photon basis
explicitly as,

ρ̂ = ∑
k,n

e−βEk,n

Z ∑
i,s

∑
j,t

c∗i,s(kz,n)c j,t(kz,n)

∣∣e−ikRc
〉
|rci〉i |qα〉s

〈
eikRc

∣∣〈rci| j 〈qα |t , (B1)

which accounts for the blockdiagonal nature in terms of COM
coordinates. For our subsytem choices W ∈

{
rci, q̂α

}
the par-

tial transpose follows from Eq. (B1) by either c∗i,sc j,t 7→ c∗j,sci,t
or c∗i,sc j,t 7→ c∗i,tc j,s, leading e.g. to the partial transpose of the
photon subsystem,
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which can be diagonalised yielding the corresponding

eigenvalues wΓqα
k′,l (T ) =

e−β
k′2x +k′2y +k′2z

2M
Z wΓqα

k′z,l
and eigenfunctions∣∣∣e−ik′Rc

〉
∑i,s dΓqα

i,s (k′z, l) |rci〉i |qα〉s. For a fixed kz-value, this
diagonalization can efficiently be computed numerically for
our HD+ molecule and the choice of our subsystems. The
logarithmic negativity entanglement measure then follows im-
mediatly from:

ηW (ρ̂) = log2
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where in the last step the summation over k were approxi-
mated by an integral, as it was previously the case for the en-
semble averages.

Appendix C: Jaynes-Cummings Light-Matter Entanglement in
Canonical Equilibrium

The three energetically lowest eigenfunctions of the JC-
model are

∣∣Ψg
〉
= |g〉⊗ |0〉 (C1)

|Ψl〉=
1√
2
(|e〉⊗ |0〉− |g〉⊗ |1〉) (C2)

|Ψu〉=
1√
2
(|e〉⊗ |0〉+ |g〉⊗ |1〉) (C3)

which are composed from the bare matter {|g〉 , |e〉} and pho-
ton {|0〉 , |1〉} eigenstates, assuming the rotating wave approx-

imation. Furthermore, we have assumed for simplicity that
the cavity is tuned exactly on resonance with the first bare
matter excitation energy ωα = Ee−Eg. Expressing the cor-
responding canonical equilibrium density in the light-matter
basis {|g〉⊗ |0〉 , |g〉⊗ |1〉 , |e〉⊗ |0〉 , |e〉⊗ |1〉} leads to the
following matrix representation,

ρJC =
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with partial transpose
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. (C5)

The four eigenvalues of the matrix ρΓm,JC can be deter-
mined and we find three strictly positive eigenvalues and only
one negative,

λ− =
1
2

(
e−

Eg
kBT −

√
e−

2Eg
kBT +

(
e−

El
kBT − e−

Eu
kBT
)2
)
, (C6)

which then enters the logarithmic negativity measure leading
to Eq. (31).
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I. SIMULATION PARAMETERS

For the numerical solution, parameters for HD+ in a cavity were taken from Ref. 1 (e.g.

particle mass or radial grid scaling) if not explicitly mentioned otherwise. The number of

radial grid points, was slightly reduced from Nmatter = 12 to Nmatter = 10, since we required

additional resources to explicitly account for the ensemble averaging in kz (i.e. thermal

effects acting on the charged COM motion). The COM integrals were usually approximated

by either s = 5 (fluctuations) or s = 9 (subsystem temperatures and entanglement) grid

points, which effectively required either 3 or 5 evaluations of the computationally expensive

h(kz) expression only. This simplification arises to the ensemble symmetry of kz with respect

to the origin kz = 0, (i.e. µ = 0). The number of Fock states to represent the quantized

field was chosen to be Npt = 4 for the fluctuation analysis, Npt = 3 for the subsystem

temperature and Npt = 2 for the entanglement measurements. For our chosen coupling

strengths a choice Npt > 2 only becomes relevant if one is interested in small deviations of

the field fluctuations. Numerical convergence was ensured for all our results.
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FIG. S1: Light-matter entanglement measured by logarithmic negativity η with respect to

the temperature T for a coupling constant λ = 0.005 at different cavity frequencies ωc

(given in atomic units). On the left, the cavity frequency is tuned close to the first

ro-vibrational excitation, whereas on the right the IR to visible regime is covered. In both

cases, light-matter entanglement is lost quickly in the deep cryogenic regime. However,

while the numerical results for the first case are certainly converged, deviations may occur

in the second case due to the highly optimized grid-representation, which was designed to

reproduce groundstate and ro-vibrational matter properties with high accuracy, but not

simultaneously (!) the higher electronic and vibrational excitations. These states cannot

be populated anyways in the chosen temperature regime, but still the accuracy of the

matter basis contributions, which are mixed into the hybrid groundstate, may still be

reduced in principle. Nevertheless, the loss of light-matter entanglement at low cryogenic

temperatures seems to be a generic property for thermal ensembles under strong coupling

conditions, roughly independently of the chosen cavity frequency. This is in line with

typical experimental evidence, which does not allow for quantum computing devices at

sizable temperatures.
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