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The light-matter interaction can be utilized to qualitatively alter physical properties of materials.

Recent theoretical and experimental studies have explored this possibility of controlling matter by light

based on driving many-body systems via strong classical electromagnetic radiation, leading to a time-

dependent Hamiltonian for electronic or lattice degrees of freedom. To avoid inevitable heating, pump-probe

setups with ultrashort laser pulses have so far been used to study transient light-induced modifications in

materials. Here, we pursue yet another direction of controlling quantum matter by modifying quantum

fluctuations of its electromagnetic environment. In contrast to earlier proposals on light-enhanced electron-

electron interactions, we consider a dipolar quantum many-body system embedded in a cavity composed of

metal mirrors and formulate a theoretical framework to manipulate its equilibrium properties on the basis of

quantum light-matter interaction. We analyze hybridization of different types of the fundamental excitations,

including dipolar phonons, cavity photons, and plasmons in metal mirrors, arising from the cavity

confinement in the regime of strong light-matter interaction. This hybridization qualitatively alters the

nature of the collective excitations and can be used to selectively control energy-level structures in a wide

range of platforms. Most notably, in quantum paraelectrics, we show that the cavity-induced softening of

infrared optical phonons enhances the ferroelectric phase in comparison with the bulk materials. Our findings
suggest an intriguing possibility of inducing a superradiant-type transition via the light-matter coupling
without external pumping. We also discuss possible applications of the cavity-induced modifications in

collective excitations to molecular materials and excitonic devices.

DOI: 10.1103/PhysRevX.10.041027

I. INTRODUCTION

One of the central goals in both quantum optics and
condensed matter physics is to understand macroscopic
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phenomena emerging from the fundamental quantum
degrees of freedom. Historically, quantum optics strived
to study light-matter interactions mainly in few-body
regimes [1]. On another front, condensed matter physics
investigated collective phenomena of many-body systems
and largely focused on optimizing structural and electronic
phases of solids. In particular, a number of techniques,
including applied strain, electronic doping, and isotope
substitution, have been used to enhance a macroscopic
order such as ferroelectricity or superconductivity. As an
interdisciplinary frontier at the intersection of optics and
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condensed matter physics, there have recently been remark-
able developments in using classical electromagnetic radi-
ation to control transient states of matter [2]. The aim of this
paper is to explore yet another route toward controlling the
phase of matter by guantum light, namely, by modifying
quantum fluctuations of the electromagnetic field in
equilibrium—in the absence of an external drive.

Studies of light-induced modifications in material prop-
erties date back to experiments by Dayem and Wyatt [3,4],
who observed that coherent microwave radiation leads to
an increase of the critical current in superconductors. This
phenomenon has been understood from the Eliashberg
electron-photon theory [5-7], in which photons with
frequencies below the quasiparticle threshold are shown
to modify the distribution of quasiparticles in a way that
the superconducting order parameter is enhanced. Other
seminal works studying control of matter by light include
Floquet engineering of electronic band structures [8—12]
and photoinduced pumping by ultrashort laser pulses
for creating metastable nonequilibrium states [13-28].
Nonlinear optical phenomena can also be understood from
the perspective of light-induced changes in optical proper-
ties of matter [29-31]. For instance, the light-induced
transparency can be considered as strong modification of
the refractive index and absorption coefficient by a control
optical beam [32], and the optical phase conjugation
phenomena arise from the resonant parametric scattering
of signal photons and matter excitations [33,34]. The
essential element of all these developments is an external
pump that provides a classical light field acting on
quantum matter.

An alternative approach to controlling matter by light is
to utilize quantum fluctuations of the vacuum electromag-
netic field. A prototypical model to understand such
quantum light-matter interaction is the Dicke model, which
describes an ensemble of two-level atoms coupled to a
single electromagnetic mode of a cavity [35-40]. For a
sufficiently strong electric dipole, Dicke showed that one
should find instability into the superradiant phase charac-
terized by spontaneous atomic polarization and macro-
scopic photon occupation [35]. This transition originates
from the competition between the decrease of the total
energy due to the light-matter coupling and the energy cost
of adding photons to the cavity and admixing the excited
state of atoms. The Dicke model is exactly solvable via the
Bethe-ansatz equations originally discussed in the central
spin model [41-43], and the existence of the superradiant
transition has been rigorously proven in the thermodynamic
limit [37,38].

Subsequently to Dicke’s original work, it has been
pointed out that the superradiant transition requires such
strong interaction that one needs to include the A term in
the Hamiltonian, where A denotes the vector potential of
electromagnetic fields. In turn, the latter term has been
shown to prevent the transition [44,45]. Even though ideas

have been suggested to circumvent this no-go theorem by
using microwave resonators [46,47] or including additional
interparticle interactions [48-53], the problem is still a
subject of debate [54-58]. An alternative proposal using
multilevel systems with external pump fields [59,60] has
been experimentally realized [61,62]. Analogs of the Dicke
transition have also been explored in ultracold atoms,
where matter excitations correspond to different momen-
tum states of atoms [63,64] or hyperfine states in spin-orbit-
coupled Bose gases [65]. In all these realizations, external
driving is essential to obtain the superradiant-type phases.

The present work in this context suggests a promising
route toward realizing a genuine equilibrium superradiant
transition under no external drive, which has so far remained
elusive. Our consideration is motivated by an observation
that transition into a superradiant state should be easier to
attain in a system naturally close to a phase with spontaneous
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FIG. 1. (a) Schematic phase diagram of a quantum paraelectric

material. The horizontal axis corresponds to a tuning parameter,
such as pressure or isotope substitution, which controls the
transition between the ferroelectric and paraelectric phases.
The vertical axis is the temperature or energy, and the red dashed
line in the paraelectric phase shows the optical phonon energy.
Note that the phonon softens to zero energy at the paraelectric-to-
ferroelectric transition point. The main goal of this paper is to
demonstrate that this transition can also be controlled by
changing the electromagnetic environment of the system, in
particular, by placing a thin film of material in a cavity. (b),(c)
Ferroelectric and paraelectric phases in the case of ionic crystals.
Green (blue) circles indicate the ions with positive (negative)
charges. The ferroelectric phase in (b) is characterized by a
nonzero uniform displacement causing an electric polarization
(red arrows), while the mean-phonon displacement is absent in
the paraelectric phase in (c). The variables ¢ and Q represent the
phonon field and the bare phonon frequency, respectively (see
Sec. IID).
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FIG. 2. Top: Setup of the heterostructure cavity configuration
considered in the present manuscript. A slab of paraelectric
material with a finite thickness is sandwiched between two semi-
infinite metallic electrodes. The right represents spatial profiles of
typical energy modes along the spatial direction perpendicular to
the metal-insulator interfaces. Bottom: Schematic figure illus-
trating three fundamental excitations relevant to the theory.
A phonon excitation describes an optical collective mode induced
by, e.g., the deformation of ionic crystals around the equilibrium
configuration. More generally, it can also represent dipole
moments of molecular solids or assembled organic molecules.
The interaction between phonons and cavity photons is mediated
by the dipole coupling, whose strength is represented by g.
A plasmon, a collective excitation of electronic gases in metal
mirrors, leads to the electromagnetic coupling characterized by
the plasma frequency w,,.

electric polarization. For instance, materials such as SrTiO3
and KTaO; remain paraelectric down to zero temperature,
but a ferroelectric phase can be induced by applying pressure
or isotope substitution. The primary goal of this paper is to
investigate cavity-induced changes in a quantum paraelectric
at the verge of the ferroelectric order [see Figs. 1(a)-1(c)].
We formulate a simple yet general theoretical framework for
analyzing hybridization of matter excitations, such as infra-
red active phonons, and light modes confined in systems
where metallic cladding layers act as cavity mirrors (see
Fig. 2). Resulting polariton excitations consist of infrared
active phonons in the quantum paraelectric, electromagnetic
fields in the cavity, and plasmons in the metallic electrodes.
We show that the spectrum of such cavity polaritons is
qualitatively different from the bulk spectrum and can
exhibit significant mode softening, indicating enhancement
of the ferroelectric instability.

Two essential elements of our analysis place it outside
the recently discussed no-go theorems for the superradiant
transition [44,45,55,56,58]. First, we include multiple
modes for both light and matter degrees of freedom.
More precisely, we assume systems to be large enough

in the direction parallel to the interfaces in such a way that a
continuum of spatially varying electromagnetic fields and
phonon excitations must be included. This consideration
should be contrasted to most of the previous studies of the
superradiant transitions, which focused on a simplified case
of either many-body systems coupled to a single spatially
uniform mode in a cavity or two-level systems coupled to a
single mode obtained after truncating high-lying spatially
varying modes [48]. The second key element of our
analysis is including nonlinearity of dipolar phonons in
materials. In the bulk geometry, the importance of such
nonlinearities for understanding the quantum phase tran-
sition is discussed in Ref. [66]. In contrast, we focus on the
cavity geometry and demonstrate that a combination of
nonlinearities and cavity confinement leads to substantial
phonon softening. This softening, in turn, enhances the
superradiant transition, thus opening a way to controlling
quantum matter by modifying an electromagnetic vacuum.

Before concluding this section, we put our work in a
broader context of studies on quantum matter strongly
interacting with electromagnetic fields. Importantly, our
model bears a close connection with physical systems
discussed in several areas, including cavity quantum electro-
dynamics (QED), plasmonics, and polaritonic chemistry.
First, in the field of cavity QED, one is typically interested
in small quantum systems coupled to cavity photons
[35,67-72]; prominent examples include individual atoms
[73-75], quantum dots [76-81], and light-emitting defects in
solids such as nitrogen- and silicon-vacancy centers [§2—88].
These systems are suggested as platforms for realizing
single-photon transistors [89-91] and sources [92-95] and
can, thus, provide a promising route to enabling photo-
nic quantum information processing [96-98]. Achieving a
strong light-matter coupling is also the subject of intense
research in the fields of plasmonics in nanostructures
[99-101] and polaritonic chemistry [102-107]. In both
areas, cavity setups hold promise for realizing systems with
a broad range of interesting physical properties, including
superconductivity [108—110], charge and energy transport
[111-118], hybridized excitations in molecular crystals
[119-122] and light-harvesting complexes [123-126],
chemical reactivity of organic compounds [127-129], and
energy transfer via phonon nonlinearity [130]. Strong
coupling between the zero-point fluctuations of the electro-
magnetic field (i.e., the vacuum fluctuations) and vibrational
excitations of individual molecules has been experimentally
realized [131], and its nontrivial influence on the super-
conductivity has recently been reported [132].

In this context, one of the main novelties of the present
work is a general formalism that allows one to include both
the dispersive nature of polariton excitations in the dielec-
tric slab of finite thickness and the surface plasmonic
effects occurring at the metal-insulator interfaces, i.e., a
finite plasma frequency of the metallic cavity mirrors. We
demonstrate that the proper consideration of these aspects
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is important to accurately understand several key features
in the strong light-matter coupling regime, which are not
readily attainable in the conventional bulk settings. The
resulting cavity-induced changes provide a general route
toward controlling energy-level structures not only in
paraelectric materials, but also in many other systems such
as molecular solids, organic light-emitting devices, and
excitonic systems. Our analysis can further be extended to
include fabricated surface nanostructures [133,134]. In
view of the versatility of the present formulation, we
anticipate that our results will be useful for advancing
our understanding of a variety of physical systems lying at
the intersection of condensed matter physics, quantum
optics, and quantum chemistry.

The remainder of the paper is organized as follows. In
Sec. II, we summarize our main results at a nontechnical
level. In Sec. III, we present a theoretical framework for
describing hybridized collective modes in both bulk and
cavity settings. As a first step, we neglect phonon non-
linearities and determine dispersion relations of elementary
excitations. In Sec. IV, we include phonon nonlinearities
based on the variational approach and analyze their effects
on the paraelectric-to-ferroelectric phase transition. We
show that the mode confinement in the cavity geometry
induces significant softening of polariton modes, indicating
the enhanced propensity for ferroelectricity. In Sec. V, we
present a summary of results and suggest several interesting
directions for future investigations.

II. SUMMARY OF MAIN RESULTS

In this section, we summarize the main results of the paper
at a nontechnical level before presenting a detailed theo-
retical formulation in subsequent sections. Our most impor-
tant contribution is a theoretical proposal of a new approach
for controlling many-body states of matter using quantum
light that does not rely on external pumping. The physical
phenomenon that underlies this proposal is the cavity-
induced softening of a dipolar phonon mode, which orig-
inates from the interplay between phonon nonlinearities and
modifications of the hybrid light-matter collective excita-
tions in the cavity geometry [see Figs. 3(a) and 3(b)].
Softening of the phonon frequency to zero indicates a phase
transition into the state with spontaneous symmetry breaking
and formation of electric dipolar moments [red dashed line
in Fig. 1(a)]. Thus, our analysis demonstrates that cavity
confinement shifts the transition point in favor of the
ferroelectric phase; i.e., the paraelectric-to-ferroelectric tran-
sition occurs at a lower applied pressure or isotope sub-
stitution in the cavity geometry as compared to the bulk case
[Fig. 3(c)]. Said differently, it is possible to start with a
material that is in the symmetry-unbroken paraelectric phase
in a bulk sample yet will be in the ferroelectric phase when
placed inside the cavity [black down arrow in Fig. 3(c)].

The main focus of this paper is on many-body systems
that are naturally close to the superradiant-type transition,
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FIG. 3. Summary of the cavity-induced changes of the collec-
tive excitations and the phase diagram. (a) Bulk band dispersions.
The hybridization between a photon and an optical phonon at the
frequency Q (black dashed lines) leads to two gapped branches
corresponding to the upper and lower transverse phonon polar-
itons (black solid curves). (b) Collective excitations confined in
the cavity as a function of the in-plane wave vector ¢. The
hybridization leads to softening of the optical phonon modes (red
curves and black solid arrow) and also supports the coupled
surface modes (blue curve). (c) Phase diagram in the cavity
geometry. As the tuning parameter r is decreased, the transition
from the paraelectric phase (PE) to the ferroelectric phase (FE)
occurs when the renormalized effective phonon frequency goes
down to zero. The FE is enhanced in the cavity setting in
comparison with the bulk geometry, for which the transition point
is indicated by the black dashed line. The inset shows the
dependence on the plasma frequency w,, at the insulator thickness
d = 1. The parameters are c =h = =1, w, =5, U =1, and
g = 3.5, and the UV momentum cutoff is A, = 102,

i.e., paraelectric materials close to the ferroelectric phase.
For instance, SrTiO; and KTaOj; are paraelectric at ambient
conditions, but isotope substitution of 80 for 0O or
applying pressure can bring the materials into a phase
with spontaneous electric polarization [135]. The key
property of such materials relevant to our analysis is the
existence of a low-energy infrared optical phonon mode. To
understand collective modes of such systems in resonator
settings shown in Fig. 2, we need to consider hybridization
of the electric dipole moment of the optical phonon with the
quantized electromagnetic modes confined in the cavity
and with plasmons in metal mirrors.
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Our analysis of quantum light-matter coupling has
implications for understanding both quantum fluctuations
at zero temperature and thermal fluctuations at finite
temperature. Placing the focus on equilibrium systems
makes the present work distinct from the previous studies
on materials subject to classical light waves, in which the
use of strong external drive is essential. It is such a quantum
aspect of light-matter interaction that motivates us to ask
the two questions:

(A) How does the light-matter coupling modify polar-
iton modes of paraelectric materials in the cavity
geometry?

(B) Isit possible to enhance the ferroelectric instability by
modifying the quantum electromagnetic environment
of a many-body system under no external pump?

To address these questions, we formulate a simple yet
generic theoretical framework for analyzing interaction
between three types of excitations: infrared active phonons,
cavity photons, and plasmons in metal mirrors. We focus on
the heterostructure, in which energies can be confined in
volumes much smaller than the free-space wavelengths of
photons, leading to strong enhancement of light-matter
interaction [136]. Strong hybridization between the con-
tinuum of electromagnetic fields and matter excitations
necessitates deriving new collective modes starting from
the microscopic model and not relying on modes defined in
the bulk geometry.

In our analysis, the size of the cavity in the longitudinal
direction is assumed to be large enough for collective
eigenmodes to be characterized by a conserved in-plane
momentum. Thus, the present model is distinct from most
of the previous studies on the superradiant phases, where
only one or at most a few modes in a cavity are included. In
the ultrastrong-coupling regime, it is essential to accurately
take into account the full continuum of modes when
analyzing thermodynamic properties of the system. The
careful inclusion of all the proper modes becomes particu-
larly important when the phonon nonlinearity is included,
because, as discussed below, the frequency of every mode
is affected by quantum and thermal fluctuations of the other
modes (see Sec. IV for further details).

In view of the importance of identifying the correct
cavity eigenmodes, we begin our analysis with a detailed
discussion of the quadratic theory to answer the first
question (A). Interestingly, even when the system is far
from the transition point, the cavity confinement can
qualitatively alter the nature of collective excitations
(see, e.g., Fig. 6 in Sec. III). Building upon this result,
we proceed to address the second question (B) and show
that, after including phonon nonlinearities in the analysis,
the cavity polaritons can exhibit considerable mode soft-
ening in comparison to their analogs in bulk materials. This
softening ultimately induces the paraelectric-to-ferroelec-
tric phase transition when the frequency of the lowest
energy mode goes to zero [see Fig. 3(b)].

We note that the phenomenon of cavity enhancement of
the ferroelectric phase is not present at the level of a
quadratic model and can be found only when phonon
nonlinearities are included in the analysis. The phonon
nonlinearities, in general, render the formation of a sponta-
neous dipole moment energetically unfavorable. We show
that the cavity confinement alleviates this adverse effect of
phonon-phonon interactions, thus allowing one to induce
ferroelectricity in quantum paraelectrics that otherwise
exhibit no spontaneous polarizations even at zero temper-
ature. We demonstrate that the phenomenon of cavity-
enhanced ferroelectricity is more pronounced when
confinement effects are enhanced by using a cavity with
a thinner slab of paraelectric material and/or metallic
mirrors with a higher plasma frequency [see Fig. 3(c)].

A few remarks are in order. While our theory is formu-
lated for a heterostructure based on a paraelectric sand-
wiched between metallic mirrors, the present approach of
controlling material excitations via modifying the quantum
electromagnetic environment can readily be generalized to a
wide range of platforms. To demonstrate this point, we
discuss several other potential applications of such cavity-
based control of polariton modes, including molecular
materials and excitonic devices. Thus, our analysis may
find practical applications in improving the efficiency of
organic light-emitting devices and realizing photon-exciton
converters (see Sec. V and Appendix F). We also consider
the role of dissipation on the polariton softening and phase
transition using a standard Drude-type model of conductivity
in metallic mirrors. Our formalism can be extended to
include other mechanisms of dissipation.

III. PHONON-PHOTON-PLASMON
HYBRIDIZATION

Our main goal is to understand the qualitative physics of
a dipolar insulator coupled to quantized electromagnetic
fields in a cavity rather than to make predictions specific to
particular experimental setups. Thus, we consider a generic
microscopic model and provide order of magnitude esti-
mates for a concrete system at the end of our analysis in
Sec. IV. We here begin by introducing a general theory of the
light-matter interaction and formulate a framework for
obtaining hybridized eigenmodes in a way that allows us
to quantize the fields. Throughout this paper, we assume
that phonon frequencies are the same for all phonon polar-
izations, while generalization of our analysis to anisotropic
systems may introduce additional interesting features (see,
e.g., Ref. [137]). In the next section, we apply the framework
to an ionic crystal confined in the cavity as a concrete case
and analyze its paraelectric-to-ferroelectric phase transition.

A. Bulk

Before moving to the case of the cavity setting, we first
discuss the three-dimensional bulk setup with no boundary
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effects and determine the bulk dispersion relations for the
phonon-photon hybridized modes, i.e., the phonon polar-
itons. Later, we generalize the theory to the cavity con-
figuration by taking into account confinement effects and
also contributions from plasmons in metal mirrors.

The Hamiltonian of the bulk system is given by

ﬁltot = ﬁllight + I:Imatter + [:Il—m7 (1)

where the first (second) term describes the dynamics of the
electromagnetic field (dipolar matter field) and the last term
represents the light-matter coupling between these two
fields. We specify each of those terms below.

1. Electromagnetic field

The free evolution of the electromagnetic field is
described by the Hamiltonian

N ﬁ2 €0C2 ~
Hlight = /d3r{2—€0+7(v XA)2 s (2)

where €, is the vacuum permittivity, ¢ is the vacuum light
speed, A(r) is the vector potential of photons, and TI(r) is
its canonically conjugate variable. The integral is taken
over a cubic whose volume is V = L3, and we choose the
Coulomb gauge

V.A=o. (3)

Assuming the periodic boundary conditions and introduc-
ing discrete wave numbers k; = 2zn;/L, with i = x, y, z
and n; being integer numbers, we represent the vector fields
in terms of their Fourier components as

A h .
A(r) = (@ie™er, +He.),  (4)
; 2€0V60k

. . heowy . 4.
f(r) = =iy~ |5 (age™rey e (5)
kA

where @y, = c|k| is the vacuum photon dispersion and dy;
(21; ,) is the annihilation (creation) operator of photons with
momentum k and polarization 1. The Coulomb gauge (3)
leads to the transversality condition of the orthonormal
polarization vectors €y;:

k- €ry = 0, (6)

eltlekv = 5/1v- (7)

The Hamiltonian can be diagonalized in the basis of
momentum k and polarization A as

Hygn = Y _hoydy,agg. (8)
7

where we omit the vacuum energy.

2. Matter field

We consider a dipolar insulator whose excitation is
represented by a real-valued vector field ¢ (r). For instance,
it can originate from infrared optical phonon modes
corresponding to vibrations of ions around the equilibrium
configuration in ionic crystals such as MgO, SiC, and NaCl
[138]. In other setups, it can represent collective dipolar
modes associated with assembled organic molecules,
molecular crystals, and excitonic systems. For the sake
of simplicity, we neglect the bare dispersion of the dipolar
mode, which is a common assumption in the analysis of
optical phonons, and represent its frequency by Q. The
effective Hamiltonian of the matter field is thus given by

Hmalter = FIO + Hint’ (9)

where H, is the quadratic part

N &Er 7 1 )32
HO—/T(w—l-EMQ(ﬁ) (10)

and I:Iim is the most relevant interaction
N Br .
o= [ UG -bP. (11)

Here, #(r) is a conjugate field of the matter field ¢ (r), v is
the unit-cell volume in the insulator, M is the effective
mass, which corresponds to the reduced mass of two ions in
the case of ionic crystals, and U > 0 characterizes the
interaction strength. Physically, the interaction term can
originate from, e.g., phonon anharmonicity. When we
discuss in Sec. IV the transition between the paraelectric
phase with (¢) =0 and the ferroelectric phase with
(@) # 0, the phonon frequency Q? should be considered
as the tuning parameter governing the transition in the
effective theory (cf. Fig. 1). We note that the present model
neglects the coupling between the gapped electron-hole
excitations and soft phonons, which is typically considered
as weak [139].

The matter field ¢»(r) and its conjugate variable (r)
can be quantized through the canonical quantization. In the
Coulomb gauge, it is useful to decompose them in terms

S

of the transverse and longitudinal components as ¢(r) =
&' (r) +¢*(r) and #(r) = 2l(r) + 2 (r), respectively.
The quadratic part H, of the matter Hamiltonian H e,
can readily be diagonalized as (see Appendix A)
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Hy = m[Zaﬁk*cmew } (12)

where éﬁ,ﬁ (éﬁ,ﬂ') represents an annihilation (creation)
operator of a transverse phonon with momentum k& and

polarization 4, while (;5,! (c;’zy) is its longitudinal counterpart.

3. Light-matter coupling

The transverse dipolar matter field (;SL can directly
couple to the electromagnetic field in a bilinear form.

For instance, we recall that the field ¢~ can represent
transverse displacements of ionic charges with opposite
signs and, thus, can couple to the electric field. In terms of
the vector potential A, the light-matter interaction is thus
given by

R &Pr
o [
v

where Z*e is the effective charge of a dipolar mode, which
corresponds to the charge of ions in the case of ionic
crystals, and V. is the Coulomb potential term whose
explicit form is specified below. We note that, aside a
constant factor, the conjugate field # physically corre-
sponds to the current operator j o 0,¢p associated with the
dipolar field ¢.

We here invoke neither the dipole approximation nor the
rotating wave approximation, which are often used in the
literature but can break down especially in strong-coupling
regimes [89,140] (see Ref. [141] for a general formulation
that is valid at arbitrary light-matter coupling strengths).
The light-matter interaction (13) including both 7z -A and
A? terms allows one to explicitly retain the gauge invari-
ance of the theory. It is also noteworthy that the light-matter
coupling (13) is nonvanishing even in the absence of
photons. This interaction with the vacuum electromagnetic
field originates from the zero-point fluctuations of the
electric field and can be viewed as the light-matter
interaction mediated by virtual photons. In this paper,
we focus on such a low-photon, quantum regime with
no external pump.

Our choice of the Coulomb gauge leads to the non-
dynamical contribution V. resulting from the constraint
relating the longitudinal component of the electric field to
that of the matter field. To see this point explicitly, we first
decompose the electric field in terms of the transverse and
longitudinal components as

Ze | 4 (Z*e)2 o
IR P 2y 1
( M AT oy Ve, (13)

E=FE++E (14)

which satisfy V- E* =0 and V x E! = 0. On one hand,
the transverse part can be directly related to the vector
potential as

R 0A
Et=-—. 15
o (15)
On the other hand, the longitudinal part is subject to the
constraint resulting from the Coulomb gauge

gl = 2

El =2~
€U

(16)
where we recall that (]3” is the longitudinal part of the matter

field satisfying V x (ﬁ” = 0. This longitudinal component
leads to the expression of the Coulomb potential term V - as
follows [142]:

ve=2 [erbly = 2L [r@ir. )

2¢eov

4. Bulk dispersions

One can diagonalize the quadratic part of the total
Hamiltonian:

Htot,ozﬁligm+ﬁo+ﬁ1»mv (18)

which allows one to obtain an analytical expression of the
bulk dispersions. The presence of light-matter interaction
leads to the formation of the hybridized modes consisting
of photons and phonons, known as the phonon polaritons.
This hybridization strongly modifies the underlying
dispersion relations such that the avoided crossing occurs
between two polariton dispersions. At the quadratic level,
we can decompose the quadratic Hamiltonian f]mo in
Eq. (18) into two parts that include solely either transverse
or longitudinal components of the field operators as
follows:

If]tot,O = I:ItJéLO + Hl‘otO (19)

The dispersion relations of the transverse modes can now
be obtained by diagonalizing A ttt,o (see Appendix A). The
resulting Hamiltonian is

7 /\l /\
HtJ(_)t,O = Zhwks}’k&}’km’ (20)
ks

where s = + denotes an upper or a lower bulk dispersion
with eigenfrequencies

w,%+92+gzi\/(w,§+£22+gz
Wpt = 3

4a)k£22

(21)
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and 77,&? " (?,ii{) represents an annihilation (creation) operator

of a transverse phonon polariton with momentum k,
polarization A, and mode s. We here introduce the coupling
strength g as

(Z*e)?
eoMv

9= (22)

The solid curves in Fig. 4 show the two branches of the
bulk phonon polaritons. The splitting between the upper
and lower dispersive modes is characterized by the cou-
pling strength g. The upper branch exhibits a quadratic
dispersion at low k = |[k| and is gapped—i.e., it takes a
finite value \/Q? + ¢*> at k = 0—while the lower one
linearly grows from zero and saturates at € even in the
limit of k - oo.

Meanwhile, the longitudinal part of the total quadratic

Hamiltonian H l‘ot

field (2)” and can be readily diagonalized as

o contains only the longitudinal matter

A ~ -‘-A
o = 12> 91 3. (23)
k

where QI = /Q? + ¢? is the longitudinal phonon fre-
quency [143]. We note that the longitudinal mode is

[2]

k [Q/c]

FIG. 4. Bulk dispersions of the phonon polariton plotted against
the norm of the three-dimensional wave vector k = |k|. The solid
curves represent the eigenvalues of the transverse modes
[cf. Eq. (21)] for the upper (s = +) and the lower (s = —)
phonon polaritons, which are obtained by diagonalizing the
transverse part ﬁ]ttt,o of the quadratic light-matter Hamiltonian
Hmt,o. The solid horizontal line represents the nondispersive
longitudinal phonon mode [cf. Eq. (23)] obtained by diagonal-
izing the longitudinal part I:Il‘ot.O' The dotted lines show the
photon dispersion @ = ck and the nondispersive bare phonon
frequency at @ = Q. The parameter is chosen as g = 3.5 Q.

independent of the momentum k and is, thus, nondispersive
as shown in the solid horizontal line in Fig. 4.

B. Cavity configuration

We next consider the cavity setting and take into account
confinement effects as well as the hybridization of electro-
magnetic fields with plasmons in metal mirrors in addition
to collective dipolar modes. We focus on the prototypical
heterostructure configuration consisting of a dipolar insu-
lator sandwiched between two semi-infinite ideal metals
(see Fig. 5). We consider eigenmodes propagating with the
two-dimensional in-plane momentum ¢, while the formal-
ism developed in this section can be extended to deal with
more complex setups such as fabricated metal surface
structures.

Thin-film configurations considered here have been
previously applied to light-emitting devices [144,145],
the electron-tunneling emission [146], and the transmitting
waveguide [147]. One of the main novelties introduced by
this paper is to reveal the great potential of heterostructure
configurations as a quantum electrodynamic setting toward
controlling collective matter excitations and, in particular,
to point out a possibility of inducing the superradiant-type
quantum phase transition via the vacuum electromagnetic
environment. More specifically, analyzing the hybridiza-
tion of cavity electromagnetic fields and matter excitations,
we demonstrate that the present cavity architecture enriches
the underlying dispersion relations in a way qualitatively
different from the corresponding bulk case. Including
phonon nonlinearities, we further show that the hetero-
structure configuration enables one to significantly soften
the phonon modes, which ultimately induces the structural
phase transition.

1. Hamiltonian

To reveal essential features of the present cavity setting,
we consider an ideal metal with the Drude property whose

plasma frequency is denoted as w, = /n.e*/(m,e),
where e is the elementary electric charge, n, is the elec-
tron density in the metal, and m, is the electronic mass.

z
®Y
Metal
z=d/2
Dipolar 0 X
insulator
z=-d/2
Metal
FIG. 5. Schematic figure illustrating the cavity configuration

considered in this paper. A dipolar insulator whose center is
positioned at z =0 is sandwiched between two semi-infinite
metals with interfaces at z = +d/2.
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We assume that all the materials are nonmagnetic such
that the relative magnetic permeability u is always taken
to be u = 1. As illustrated in Fig. 5, we consider a setup
with the center of a dipolar insulator being positioned
at z = 0 and the insulator-metal interfaces being positioned
at 7z = 4d/2. We again choose the Coulomb gauge
V-A =0, and, thus, the Hamiltonian thht of the free
electromagnetic field is the same as in the bulk case
[cf. Eq. (2)], while the matter Hamiltonian is modified as

[:Imatler = I:]O + [:Iintv (24)
N &Er /7 1 A
Hy= | — = +=-MQ%* ), 25
o= [ (G amed). o)
N &Er .
Hint:[TU(¢'¢)2’ (26)

where we define the integral over the insulator region as
[ &r=[d*r [ dﬁz dz. The light-matter coupling term is

also modified as

2
N €y A
Hyp = / Br-"T A
M 2

Br [ Ze LA (Z7e)? .,
Tr(_ 244 A
+[ U ( M T + M +Vc,

(27)

where the first term describes the plasmon coupling in the
metal regions defined as [, d*r = [d®r([~3*+ [3,)dz
and the second term is the coupling between the insulator
and the cavity electromagnetic field. We recall that the
Coulomb gauge leads to the additional constraint on the
longitudinal components of the electric and matter fields in
the insulator region |z| < d/2:

A Z*e AH

El = (28)

€U

As in the bulk case, this constraint results in the Coulomb
potential term V- originating from the longitudinal dipolar
modes as follows:

ve= 0 [y = Z [ g o)

2egv

In summary, the present cavity light-matter system
consists of two canonically conjugate pairs of variables
(II,A) and (#.¢); the former describes the dynamical
electromagnetic degrees of freedom and have only trans-
verse components, while the latter describes matter exci-
tations and have both transverse and longitudinal parts.
Their time evolution is governed by the Hamiltonian

consisting of Egs. (2), (24), and (27) and is subject to
the constraint (28).

We note that the use of the Coulomb gauge remains a
convenient choice even in the present case of the inhomo-
geneous geometry. An alternative naive choice would be
the condition V - [e(r, w)A(r,w)] = 0 with e being the
relative permittivity in the medium, which might be viewed
as a quantum counterpart of the gauge constraint in the
macroscopic Maxwell equations. However, it has been
pointed out that in inhomogeneous media this gauge choice
suffers from the difficulty of performing the canonical
quantization of the variables due to the frequency-domain
formulation of the gauge constraint [142]. In contrast, the
Coulomb gauge chosen here can be still imposed on a
general inhomogeneous system without such difficulties;
we thus employ it throughout this paper.

2. Elementary excitations

The quadratic part of the total cavity Hamiltonian can
still be diagonalized, which allows us to identify the
hybridized eigenmodes and the corresponding elementary
excitation energies. To this end, we first expand the
electromagnetic vector potential in terms of the transverse
elementary modes. Owing to the spatial invariance on the
xy plane, we obtain

. h -
A(r) = Z v g Ug,,(r) + Heel, (30)
qni q
U, (r) = e%ug,(2), (31)

where A = L? is the area of interest on the xy plane, ¢ is the
two-dimensional in-plane wave vector ¢ = (q,.¢,)", and
p = (x,y)T is the position vector on the xy plane. The
transverse mode function U, , satisfies V- U, = 0.

Because the spatial invariance along the z direction is
lost in the heterostructure configuration, an elementary
excitation is now labeled by a discrete number n € N
(instead of k, in the bulk case) as well as the two-
dimensional vector g. We also introduce a discrete variable
A= (A,P) that includes the polarization label A €
{TM, TE} and the parity label P = +. Here, the polariza-
tion label A in the discrete subscript 4 indicates either the
transverse magnetic (TM) or electric (TE) polarization
associated with the zero magnetic or electric field in the
z direction:

VX UL, ()] =0 for A=TM, (32)

Z

(#g(2)), =0 for A =TE. (33)

Meanwhile, the parity label P indicates the symmetry of the
mode function with respect to the spatial inversion along
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the z direction. From the parity symmetry of the Maxwell
equations, it follows that the z component of the mode
function must have the opposite parity to that of the x, y
components (see Appendix C). We thus assign the parity
label P to each mode function according to

[u;_nﬁ(_z)]x’y = P[u;_n/l(z)]qu’ (34)
[u;_ni(_z)]z = _P[u;_nﬂ(z)]z‘ (35)

Finally, we can impose the orthonormal conditions on the
mode functions as

/dZ u;_nTﬂqumu = 6nm5iw (36)

We can expand the matter degrees of freedom in the
similar manner as in the electromagnetic field. Because the
matter field resides only in the insulator region, it is natural
to expand the transverse components of the dipolar matter
field as

dt(r) = (B fha(2)e® +He|.  (37)

h
2WIN 22
qni

where N, =A/v = N/d is the number of modes per
thickness and {quM} is a complete set of transverse
orthonormal functions in the insulator region satisfying
V- (f ju1€?) = 0. We note that a position variable r in the

matter field $ should be interpreted as the parameters
restricted to the region |z| < d/2. In the discrete variable
A= (A, P), the polarization label takes either TM or TE
modes, A € {TM,TE}, and the parity label P = + is
defined in the same manner as in Eqgs. (34) and (35).
Other possible matter excitations are the longitudinal
modes, for which we can expand the matter field as

A nh " .

dl(r) = S|P fhns(e? +He . (38)
(r) 2MN Q4 qni 7 qni (

where {fll‘n .} is a complete set of longitudinal orthonormal

functions in the insulator region, which satisfies V x
(f‘llln ,€7) =0. We denote this mode by the label
A= (L, P), where the polarization label A is fixed to be
the longitudinal one A = L while the parity P = =+ of the
mode function is defined in the same way as in the
transverse case. The longitudinal mode associates with
an excitation of the longitudinal electric field via Eq. (28).

An explicit form of the transverse mode functions {u;, }
and {f qln . }» the longitudinal mode functions {fll‘” ,)>and the
corresponding excitation energies {w,,;} can be deter-
mined from solving the eigenvalue problem with imposing

suitable boundary conditions at the interfaces as detailed in
Appendix C. In the transverse modes, we note that both
matter and light fields as well as the hybridized eigenmodes
share the same spatial profile represented by uq{l , owing to
the bilinear form of the light-matter coupling. Meanwhile,
the longitudinal modes consist of only the matter field,
and their spatial profiles are characterized in terms of the
mode functions fllln ,- It is also noteworthy that an excitation
energy w,,; of an elementary eigenmode now explicitly
depends on the polarization A € {TM, TE, L} in contrast to
the bulk case in Eq. (21). In terms of the obtained
elementary eigenmodes, the quadratic part of the total
light-matter Hamiltonian, ﬁmo =H light T H,+ H,,,, can
be diagonalized as

Htot,O = Zhqulj};nﬂj}qnﬂ? (39)
qni

where 7,,; (?;nl) represents an annihilation (creation)

operator of a hybridized elementary excitation with in-
plane wave vector g and discrete labels n and A. The spatial
profile of each excitation is characterized by an eigenmode

function uqln , Or f¢|1|n , depending on the polarization, whose

explicit functional forms are given in Appendix C.

Figure 6 shows the elementary excitations in the cavity
setting for each sector of A = (A, P), and Table I summa-
rizes the corresponding physical properties. Figures 6(a)
and 6(b) plot the in-plane dispersions in the sectors
A= (TM,+), (L,4+) and A= (TM,—), respectively.
Their magnified plots around the phonon frequency Q
are also given in Figs. 6(d) and 6(e). These rich band
structures in the TM polarization have different physical
origins as described below.

First of all, a salient feature of the obtained cavity
polariton is the emergence of a large number of soft-
phonon modes lying below the bare phonon frequency €2,
which we term as the resonant TM (RTM) modes [see
Figs. 6(d) and 6(e)]. The RTM modes are labeled by an
integer number n = 0, 1, 2... as RTM,,. The parity P of the
corresponding mode function uqln , coincides with the parity
of n. The RTM,, modes with n > 1 lie between Q and the
lower bulk dispersion (plotted as the lower black dotted
curve in Fig. 6) and share the common structures. For
instance, all of the RTM,,5; modes start from frequencies
slightly below Q and saturate to it at high ¢ = |g|. Thus,
these modes predominantly consist of the hybridization of
dipolar phonons and cavity electromagnetic fields at low ¢,
while the phonon contribution eventually becomes domi-
nant at high g. The field amplitudes of these RTM,,;,
modes extend over the insulator region owing to the real-
valuedness of the longitudinal wave number «, over the
entire plane of the in-plane wave vector g. Here, the
subscript # is used to summarize all the indices as
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(a) . (MM, +), (L, %) (b) . (TE, +)
g . " g 6
™z~ TE 1
’ SS (=TMy) TEo
4 - = 4
SN 3 | 3
g Li 3 3
2 2 2
1 RTM coven 1 RTMp o] f_FTEn
| AS
0o 1 2 3 4 5 6 7 0o 1 2 4 5 6 7 o 1 2 3 4 5 6 7
q [/c] q [2/c] q [/c]
(d) (TM! +)! RTMI’) eeven (e) (TM! _)! RTMHEOdd (f) (TE! i)! RTEH
1.0 s : d . . . — . —
E —M_// g 1.00¢ : ] g i0r
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RTM» o9}
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0.75} 0.6r
S 0.70} ; osf RTEq |
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FIG. 6. Elementary excitations of the cavity setting in different sectors (A, P) with A = TM, TE, L denoting the transverse magnetic
(TM), transverse electric (TE), or longitudinal (L) polarization and P = =+ being the parity of transverse components of the electric field
against the inversion of the direction perpendicular to the plane. Black dotted curves indicate the bulk dispersions. The top plots
excitation energies @ against in-plane momentum g in the sectors (a) (TM, +) and (L, %), (b) (TM, —), and (c) (TE, £), respectively. The
bottom (d)—(f) show the corresponding magnified views below the phonon frequency Q. In (a) and (b), the TM, , modes represent the
two highest modes in the TM sector; the SS (=TM,) mode represents the symmetric surface (SS) mode, and the AS; , modes represent
the antisymmetric surface (AS) modes whose dipolar moments point out of the plane at low g. The longitudinal L. modes have the same
nondispersive energy independent of the momentum ¢ and the parity P = +. The assignment of the label TM,, to the SS mode is in
accordance with the convention used in studies of plasmonics [148]. In (d) and (e), the RTM,, modes with n = 0, 1,2... represent the
resonant TM modes close to the dipolar-phonon frequency Q. The RTM,,5; modes extend over the insulator region, while the most-
softened mode RTM, is essentially the surface mode localized at the interfaces analogous to the SS mode. In (c), the TE;; modes
represent the two highest modes in the TE sector. In (f), the RTE, modes with n = 0, 1, 2... represent the resonant TE modes; all of them
extend over the insulator region. The parameters are d = ¢/Q, g =3.5 Q, and w, = 5 Q. For the sake of visibility, the plasma
frequency is set to be a rather low value, while its specific choice does not qualitatively affect the thermodynamic phase.

n = {q,n,2A}. The origin of the emergence of many RTM
modes below the bare phonon frequency can be understood
from simple physical arguments based on the frequency-
dependent dielectric functions as discussed in Sec. III B 3.

Remarkably, the lowest resonant mode RTM,, which is
the most-softened phonon mode among all the elementary
excitations in all the sectors, has a qualitatively different
physical nature compared to the RTM,,5; modes discussed
above. Its longitudinal wave number «, changes from a real
value to a purely imaginary one as the dispersion crosses
the lower bulk dispersion in the bulk [see Fig. 6(d)].

Moreover, the saturated frequency value of the RTM,
mode at g — oo remains substantially below Q with a
nonvanishing gap. Accordingly, the RTM, mode can be
interpreted as the low-energy analog of the surface polar-
iton mode labeled as the SS mode in Fig. 6(a); both modes
result from the intrinsic hybridization of dipolar phonons,
cavity electromagnetic fields, and plasmons, while the
major contribution at high ¢ comes from the phonon
(plasmon) part in the case of the RTM, (SS) mode.

We now proceed to discuss the symmetric and antisym-
metric surface modes lying in the frequency regime
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TABLE L

Summary of physical properties for each of elementary excitations. The labels for each band in the first column are

consistent with those indicated in Fig. 6. The second and third columns represent the parity P = + and the polarization A €
{TM, TE, L} of each mode, respectively. The fourth column indicates the direction of the dipole moments in the insulator at low in-plane
wave vector ¢ with respect to the plane parallel to the interfaces. The fifth column shows whether or not the divergence of the electric
field is vanishing. The sixth and seventh columns represent whether the longitudinal wave number «, takes a real value or a purely
imaginary value at low and high g, respectively. The subscript n € {q,n,1} with 2 = (A, P) represents a set of all the variables
specifying each eigenmode. The final two columns indicate the physical nature of each hybridized band at low and high g, where we
abbreviate elementary excitations as plasmons (PL), photons (PT), phonons (PN), and polaritons (P) and specify surface modes by S.

Ky Mode

Band P A Dipole at low g Divergence Low ¢ High ¢ Low ¢ High ¢
™, + ™ In-plane Zero Real Real PL PT
™, - ™ In-plane Zero Real Real PL-P PT
RTM, sgn(n) ™ In-plane Zero Real Real PN-P PN
RTM, + ™ In-plane Zero Real Imaginary PN-P S-PN-PL-P
L. + L Out-of-plane Nonzero Real Real PN-P PN-P
SS (=TM,) + ™ In-plane Zero Real Imaginary PN-P S-PN-PL-P
AS, - ™ Out-of-plane Zero Imaginary Imaginary PN-P S-PN-PL-P
AS, - ™ Out-of-plane Zero Imaginary Imaginary PT S-PN-PL-P
TE, - TE In-plane Zero Real Real PL PT
TE, + TE In-plane Zero Real Real PL-P PT
RTE, . sgn(n) TE In-plane Zero Real Real PN-P PN

V@ + ¢* < w < w,, which are denoted as SS(=TM,)
and AS, in Figs. 6(a) and 6(b), respectively. They essentially
arise from the splitting of the coupled surface phonon
polaritons at two metal-insulator interfaces [149]. These
surface modes result from the intrinsic hybridization of the
collective dipolar mode, electromagnetic fields in the cavity,
and plasmons in metal mirrors and can emerge only in the
case of the TM polarization, in which the continuity of the z
component of the electric field can be mitigated. Thus, the
surface modes including the SS(=TM,), AS; », and RTM,
modes can be excited only by p-polarized light. Additional
discussion of the hybridized eigenmodes in our cavity
system can be found in Appendix E.

Several remarks are in order. First, we emphasize the
importance of explicitly including plasmon contributions
into the analysis. This treatment ensures that the tails of the
evanescent fields properly extend into the surrounding
metal mirrors. In many of the previous studies, the mirrors
are assumed to be perfectly reflective such that the electric
fields must exactly vanish at the interfaces and are absent in
the metal regions. In such analyses, the physical nature of
the localized surface modes discussed here cannot be
addressed appropriately. For instance, the most-softened
phonon mode RTM, is one important example of such
localized modes; an analysis assuming the perfect reflec-
tivity cannot capture its unique features, including the
qualitative changes associated with increasing in-plane
momentum ¢ (cf. Fig. 11 in Appendix E) and the non-
vanishing softening from the bare phonon frequency Q
even in the limit ¢ — oo [cf. Fig. 6(d)], as well as the
emergence of roton-type excitations (cf. Fig. 12 in
Appendix E). Importantly, the correct treatment of this

RTM, mode turns out to be crucial especially when we
discuss the superradiant-type quantum phase transition as
detailed in the next section. Meanwhile, we remark that the
reflectivity does not qualitatively change physical proper-
ties of the TE modes, which are analogous to the modes
supported in Fabry-Perot cavities [150].

Second, we remark that the rich structures of the
elementary excitations demonstrated above can further
be tuned by varying the thickness d of the dipolar insulator.
The increase of d generally leads to a generation of more
delocalized bulk modes extending over the insulator. Thus,
aside from the localized surface modes, the eigenmodes
become denser and eventually converge to the correspond-
ing bulk dispersions in the limit of d — co. In contrast, the
decrease of d leads to the filtering of the delocalized modes;
for instance, a degenerate frequency of the TE, and SS
modes at zero-in-plane momentum shifts up for a smaller d.
Thus, with decreasing d, the localized nature of the modes
plays more and more crucial roles in determining the
physical properties of the present heterostructure configu-
ration. We assess the effects of changing the thickness in
more detail in the next section by including the most
relevant nonlinear effect in a self-consistent manner. The
nonlinearity renormalizes the value of the bare phonon
frequency Q and, thus, effectively modifies the underlying
elementary excitations. We see that a thinner insulator is
more preferable for realizing the cavity-enhanced ferro-
electricity. The reason is that a thin heterostructure con-
figuration can alleviate the adverse effect of the interaction
among the energetically dense phonon excitations and is,
thus, advantageous for inducing the ultimate softening of
the RTM,, mode, which causes the ferroelectric instability.
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Finally, we comment on the importance of considering all
the above-mentioned hybridized modes in the cavity geom-
etry, thus keeping track of the continuum of excitations for
every dispersion. In general, nonresonant modes can give
rise to substantial modifications of dipolar moments in the
confined geometry as compared to their counterparts in free
space, especially in the regime of ultrastrong coupling. This
phenomenon has been discussed for systems with dipole-
dipole interaction and demonstrated to have a qualitative
effect on thermodynamic properties of a system [151,152];
we here recall that dipolar interactions can be understood as
arising from the adiabatic elimination of nonresonant modes
under certain conditions [51]. In our analysis, all the
confinement effects due to the cavity, including dipole-
dipole interactions, are consistently included into the theory
without relying on approximations such as rotating-wave
approximations or adiabatic eliminations, which can fail in
the presence of closely degenerate low-energy modes such
as the RTM and RTE modes as discussed here. The inclusion
of all the continuum modes becomes further important
when we study the phonon nonlinearity below. There,
due to mode couplings mediated by the nonlinearity, an
energy of individual modes can depend on fluctuations of
the other modes.

3. Origin of the resonant soft-phonon modes

We here provide simple explanations to elucidate the
origin of the resonant softened phonon modes that are
denoted by the labels RTM and RTE in Fig. 6. To this end,
we consider a frequency regime in which the metallic
permittivity is negative €,(w) < 0, while the insulator
dielectric function is positive &(w) >0 [see also
Egs. (C10) and (C11) in Appendix C]. To be specific,
we focus on the RTM modes at the zero in-plane momen-
tum g = 0, while similar arguments can be given for the
corresponding RTE modes as well.

Inside the insulator region, the RTM modes with ¢ = 0
have the spatial profiles of the magnetic field either sin(xz)
or cos(kz), which we denote by the labels P = + or P = —,
respectively. We here recall that the parity of the eigenm-
odes is defined by that of the transverse components of the
electric field. In these cases, the longitudinal wave vector
should satisfy the following equations:

(40)

lep(@)]

Ew) {cot(%) (P=+4),
—tan() (P=-).

The Maxwell equations also lead to the additional
constraint

K= \/f(w)g. (41)

In the case of the frequency regime slightly below the bare
phonon frequency € of paraelectric materials, the dielectric

function &(w) takes a singularly large value compared with
le,(@)|. Thus, the conditions (40) and (41) lead to the
approximate eigenmode equation

\/5(0))60211%0 (n=1.2.). (42)

Owing to the singular nature of &(w) in the limit of
@ — Q —0, this condition can, in principle, be attained
for an arbitrary integer n. It is this resonant structure that
allows for generating a large number of soft-phonon modes
in the heterostructure configuration. In practice, when the
damping of the phonon mode is included, there should exist
an effective cutoff on possible values of n, but still many
eigensolutions should be allowed as long as the damping
rate is small enough in comparison with the phonon
frequency.

4. Effects of cavity losses

The analyses presented in the previous sections can be
generalized to include additional complexities of exper-
imental systems. In particular, in this section, we consider
the effect of scattering of electrons in metals by disorder,
which can manifest itself as Ohmic losses. We use a
phenomenological approach of adding an imaginary part
to the permittivity of metallic mirrors. This approach
corresponds to using the Drude model of electron dynam-
ics, where the damping effect is characterized by nonzero
loss rate y (see Appendix D). We use this model to analyze
the complex eigenvalues of the mode that exhibits the
strongest softening, i.e., the RTM,; mode. As shown in
Fig. 7, the mode frequency deviates slightly from the
corresponding value in the lossless limit and now has a
finite lifetime. However, when the bare phonon frequency
approaches zero (i.e., Q — 0), we find that not only the real
part of the RTM, mode becomes zero, but also its
imaginary part vanishes. This result indicates that the
lifetime of the softened mode diverges at the transition
point. We emphasize that this conclusion holds true even
for large y. Thus, we conclude that the Ohmic losses in the
cavity should not affect our main results, namely, the
prediction of the cavity-induced softening and the resulting
enhancement of ferroelectricity.

To understand the observed weak sensitivity to Ohmic
losses in metals, we recall that electric current in a metal is
determined by the gradient of the electrochemical poten-
tial that includes both the electric field and the gradient of
the chemical potential. A simple example is a problem of
screening of a static charge inside a disordered metal;
in this case, one finds the finite electric field on the scale
of a screening length, but no electric currents. This is
also the reason why in our setup the system can develop
static ferroelectric order without electric currents, i.e., no
Ohmic losses.
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FIG. 7. (a) Real and (b) imaginary parts of the complex

eigenvalues for the most softened mode (i.e., RTM,; mode) at
g = 0 in the presence of nonzero cavity-loss rate y. From top to
bottom (respectively, bottom to top) curves in (a) [respectively,
(b)], the bare phonon frequency Q is set to be 1, 0.5, 0.1, and
0.01. The parameters are d = 1, w, =5, and g = 3.5.

It is useful to provide another perspective on why losses
do not affect the phase transition discussed here. In general,
static impurities in metals, which cause Ohmic losses,
should give rise to scattering between modes at the same
energy but different propagation directions and polariza-
tions. If one launches a mode with a well-defined momen-
tum, scattering leads to depletion in the population of this
mode, which is understood as loss. However, such scatter-
ing should not affect equilibrium thermodynamic proper-
ties of the system, because it does not associate with actual
dissipation of energy. More specifically, as the scattering
modes have the same energy and, thus, equal populations in
equilibrium, the detailed balance condition ensures equal
rates for scattering processes going in the opposite direc-
tions, leading to no net dissipated energy.

One may be concerned that this argument fails when
inelastic scattering processes are included. However, as the
RTM, mode frequency approaches zero, inelastic scatter-
ing processes become strongly suppressed because of the
phase-space argument (e.g., the density of states of acoustic
phonons scales as « @® at small frequencies). A more
rigorous analysis of effects of dissipation can be performed
using an effective model of coupling to a bosonic reservoir
or introducing the Green’s function formalism or the
microscopic Hopfield approach. However, we expect that
the conclusion of insensitivity of the phase transition to
dissipation is not affected.

IV. CAVITY-ENHANCED FERROELECTRIC
PHASE TRANSITION IN AN
INTERACTING SYSTEM

Building upon analysis of hybridized light-matter exci-
tations in the cavity geometry, we now discuss the para-
electric-to-ferroelectric phase transition, which is the

structural quantum phase transition commonly observed
in ionic crystals. Our method of determining the phase
transition point is based on identifying the softening of the
dipolar phonon mode, which is a standard indication of the
continuous second-order phase transition into the broken
symmetry phase. Interestingly, we find that in the cavity
setting the transition point is shifted in favor of the
ferroelectric phase. This softening results from the interplay
between the modified dispersions and feedback effects
through nonlinear interactions between the energetically
dense elementary excitations.

A. Variational principle

Our primary objective in this section is to understand
how the interaction term between the phonon modes
[cf. Eq. (26)] modifies physical properties of quantum
paraelectrics, especially in the vicinity of the transition into
the ferroelectric phase. The paraelectric-to-ferroelectric
phase transition is essentially a structural transition in an

ionic crystal, where the phonon field ¢ plays the role of the
order parameter. When it develops an expectation value, we
find the ferroelectric phase characterized by spontaneous
symmetry breaking. This breaking corresponds to asym-
metric distortion of charges within the unit cell, giving rise
to a uniform electric polarization [cf. Fig. 1(b)]. In the bulk
system, this transition is associated with softening of the
upper phonon-polariton mode, while the acoustic lower
polariton mode is irrelevant, as it reduces to a pure photon
mode in the ¢ — 0 limit. In the cavity geometry of our
interest, we thus need to analyze softening of the lowest
optical mode, i.e., the RTM,, mode.
We consider a system described by the Hamiltonian

I:Itot = I:Imatter + ﬁllight + I:Il-m’ (43)

where H e Now includes both the quadratic terms (25)
and the most relevant interaction term (26), I:Ilight is the

Hamiltonian for the free electromagnetic field (2), and H,_,
describes the light-matter coupling in the cavity setting as
given by Eq. (27). The inclusion of such nonlinear terms is
particularly important close to the phase transition, where
phonon fluctuations become significant.

We use the variational approach to analyze the phase
diagram of the nonlinear model (43). It is convenient to
change notations to bring our model into the form com-
monly used in the study of second-order phase transitions.
We replace the bare phonon frequency Q? in H,
[cf. Eq. (25)] with a parameter r, which corresponds to
the tuning parameter of a physical system such as pressure,
isotope concentration, or chemical composition. In the
quadratic (i.e., noninteracting) theory, paraelectric and
ferroelectric phases correspond to r > 0 and r < 0, respec-
tively, while conditions for the interacting system are
discussed below. We separate the quadratic part of the
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total Hamiltonian as Ho(r). Then, the full interacting
Hamiltonian can be written as H (r) = Hyo(r) + Hin.
The thermal equilibrium of the system is described by the
usual Gibbs state

. e_ﬂI:I\ol(r> e_ﬂ[l:]tot.o(r)+1:1inl]
p(r) = = :
Z(r) Z(r)

(44)

where Z(r) = Tr[e##«()]. Within the variational approach,
we approximate the Hamiltonian in Eq. (44) by the quadratic
Hamiltonian with an effective parameter r.; that should be
determined from the variational principle:

min D o ) (7)) 2 0, (45)

where Dy [-|-] is the Kullback-Leibler divergence [153], and
an effective Gaussian state is defined as

e_ﬂﬁm!.()(reff)

Zo(efr) (46)

ﬁo(”eff) =

with Zy(re) = Tr[e_ﬂﬁ““v(‘(’eff)}.
Our goal is to find 7. that provides the best approxi-
mation to the interacting theory. To this end, we consider

Fv = FO(reff) + <Htot(r) - ﬁItot,O(reff)>et‘t‘9 (47)

where we denote an expectation value with respect to the
effective density matrix as (- ). = Tr[po(res) - - ], and
Fo(res) = —=(1/p) InZy(ro) is the Gaussian variational
free energy. The variational condition (45) can then be
simplified as [154]

minF, > F(r), (48)

Teff

where F(r) = —(1/p)InZ(r) is the exact free energy. The
optimal effective tuning parameter r;, which is defined by

Fep = argmink, (49)

Teff

gives the best approximation of the interacting model in
terms of the linear theory. Within the present variational
formalism, the phase transition point is determined from the
condition rj; = O that is achieved for a certain value of the
bare tuning parameter . When phonon nonlinearities are
repulsive, the transition takes place for a negative value
of the bare parameter r. In other words, the interaction
feedback gives rise to the renormalization of the effective
phonon frequency r%; = Q2 in the variational theory
H i o(r'), and the transition occurs when this renormal-
ized frequency of paraelectric materials goes down to zero.

We note that the variational method presented here is
closely related to the standard mean-field approach, since

we choose a simple Gaussian family of variational states.
We approximate the free energy of an interacting system by
the free energy of a noninteracting system with an
optimized variational parameter r.y. For this class of
variational states, interaction terms in Eq. (47) can be
calculated by factorizing them into the product of the
expectation values of the quadratic operators with respect to
the noninteracting theory, in the same manner as is done in
a standard mean-field theory [155] (see Appendix G for
technical details). We note that this theoretical approach is
exact for the spherical model, in which the number of
components in the order parameter is effectively infinite.

B. Results

We show the obtained variational free energy F, against
the variational parameter r. at different insulator thick-
nesses d in Fig. 8(a). From top to bottom, we decrease the
bare tuning parameter r. The thermal equilibrium value
of the effective phonon frequency is determined from
identifying the minimum of each variational free-energy
landscape. In all the panels, a thinner insulator thickness d
in the cavity setting leads to a smaller equilibrium phonon
frequency r%, indicating the phonon softening owing to the
coupling with light modes strongly confined in the cavity.
With further decreasing the thickness d or the tuning
parameter r, the equilibrium phonon frequency eventually
goes down to zero from above, rj; — 0., at which the
paraelectric-to-ferroelectric phase transition occurs [see,
e.g., the red solid curve in the bottom in Fig. 8(a)].

The corresponding phase diagram of the cavity setting
with varying thickness d is plotted in Fig. 8(b) for different
values of the phonon nonlinearity U. Here, the horizontal
axis corresponds to the tuning parameter r, which may
correspond to pressure or isotope concentration. In the
paraelectric phase, decreasing the value of r corresponds to
approaching the transition point. We can then interpret the
results in Fig. 8(b) as the cavity-induced stabilization of
the ferroelectric phase, which should be compared to the
bulk transition point indicated by the black dashed line. We
emphasize that this theoretical result has direct experimen-
tal implications. Consider, for example, a pressure-tuned
transition into the ferroelectric phase in materials such as
StTiO; or KTaOs;, which are paraelectric at ambient
conditions. Our results then predict that, when the sample
is placed inside the cavity, transition into the ferroelectric
phase should take place at lower pressure.

This favoring of the ferroelectric phase in the quantum
electromagnetic environment is robust against changes in
specific values of parameters and should be a generic
feature of dipolar insulators confined in the cavities. We
find that this effect becomes more pronounced for insulat-
ing films of smaller thickness d. We also observe that
increasing the plasma frequency has a qualitatively similar
effect to decreasing the paraelectric slab thickness [cf. the
inset in Fig. 3(c)]. This result can be understood as a result
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FIG. 8. (a) Variational free energies F, plotted against the
variational parameter r.; with decreasing tuning parameter r
from top to bottom. The red and blue solid curves correspond to
the results for the cavity setting with the insulator thicknesses
d=1 and d = 3, respectively, while the green solid curves
correspond to the bulk results. The minima of the variational
energies determine the equilibrium values riy = Q2% of the
effective phonon frequency including the nonlinear feedback.
(b) Phase diagram in the cavity setting at different nonlinear
strengths U. As the tuning parameter r is decreased, the transition
from the paraelectric phase (PE) to the ferroelectric phase (FE)
occurs when the equilibrium effective phonon frequency rl goes
down to zero. The green dashed curve is the phase boundary in
the cavity geometry, while the black (respectively, red) vertical
dashed line is that in the bulk geometry (respectively, at U = 0).
Weset c=h=p=1, w, =35, g=3.5, and the momentum
cutoff to be A, = 102,

of tighter mode confinement by metals with the higher
plasma frequency.

The enhanced ferroelectricity found here can be under-
stood from the interplay between the phonon nonlinearity
and the dispersion of hybrid light-matter modes in the
cavity geometry. To this end, we recall that the phonon
repulsion included in our model renormalizes the effective
phonon frequency as Q¢ = \/@ In general, low-energy

modes provide the dominant contribution to the inter-
action-induced hardening of phonons. In the present
cavity configuration, there are many low-lying disper-
sions, corresponding to different values of longitudinal
wave number « for a fixed in-plane momentum ¢q. The
transition occurs when energy of the most-softened mode
(RTM, mode) reaches zero, and it is sufficient that only
this mode softens to have the ferroelectric transition. With
decreasing the transverse size of the cavity d, the other
modes (i.e., RTM, , 5 ) are pushed to the frequency close
to the frequency of the bare phonon; thus, they contribute
less to phonon hardening. In contrast, when we increase d,
these modes go down in frequency and, thus, increase
their contribution to phonon hardening, which is unfav-
orable to soften the RTM; mode, i.e., to induce the
ferroelectric transition. As shown in Fig. 8(b), the
enhanced ferroelectricity in the cavity configuration is
more pronounced as the nonlinear strength U is increased.
In particular, we note that the enhancement is absent
unless the nonlinearity is included into the analysis, as
indicated by the red vertical line.

Theoretical predictions of our paper can be tested in
several materials, including SrTiO; and KTaO5 [135,156],
as well as SnTe and Pb;_,Sn,Te [157], where a tuning
parameter can be varied by pressure, chemical composition,
or isotope substitution. This flexibility allows one to
naturally prepare materials on the verge of the ferroelectric
phase. Strong nonlinearity is also a ubiquitous feature
of these materials. To be concrete, if we consider
StTiO;3, one can use the transverse optical phonon mode,
for which the phonon nonlinear coupling is U/M? ~2.2 x
103 THz2 A2 kg™ [158]. In the unit of c=h = =1
with, e.g., the temperature 7' = 60 K, this nonlinear cou-
pling strength becomes U =~ 1.5, which is close to the value
used in the present numerical calculations [159]. With this
convention, the thickness d = 1 corresponds to a length
scale of several tens of microns. In this regime, the expected
shift of the physical phonon frequency is an order of
terahertz [cf. the bottom in Fig. 8(a)], which should
correspond to a tens of degrees Kelvin shift in the transition
temperature [158,160].

We remark that the model discussed here is still not
sufficient to determine spatial character of the ordered
ferroelectric phase. From the symmetry of the softened
RTM,, mode, we expect that it will have an in-plane
polarization; however, we cannot determine its momentum.
It is common to address this question by analyzing unstable
collective modes in the disordered (i.e., paraelectric) state
and using r that corresponds to the ordered (i.e., ferroelec-
tric) phase. The wave vector of the most unstable modes is
then an indication of the expected ordered state. In our
consideration, this procedure suggests instability at large g
(see also Appendix E). This suggestion is not surprising,
since dipoles have repulsive interactions when oriented side
by side; thus, dipolar interactions favor stripe domains with
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the modulation wave vector perpendicular to the direc-
tion of the dipoles. The tendency to having an ordered
state at large ¢ should be opposed by the elastic energy
that favors the uniform value of ¢. This contribution can
be described by the gradient term of ¢, which we do not
include in our model. Only by properly including the
competition between dipolar interactions and -elastic
energy can one determine the correct ordering wave
vector. We plan to discuss the nature of the ordered phase
in a future publication.

V. SUMMARY AND DISCUSSIONS

Our work demonstrates a great promise of a hetero-
structure configuration as a platform toward controlling the
quantum phase of matter by modifying quantum electro-
dynamic environments in the absence of an external pump.
In particular, the present consideration suggests that the
strong hybridization between the continuum of matter
excitations and cavity electromagnetic fields enriches the
spectrum of elementary excitations in a way qualitatively
different from the bulk material. More specifically, the main
results of this paper can be summarized as follows.

(1) Analysis of hybridized collective modes in a cavity.—
We analyzed the collective modes in the heterostruc-
ture configuration shown in Fig. 2, i.e., the dielectric
slab having an infrared active phonon at frequency Q
surrounded by two metallic electrodes. Hybridization
of the phonon modes of the dielectric, the cavity
electromagnetic modes, and the plasmons of the
surrounding metallic mirrors gives rise to a rich
structure of the eigenmodes; in particular, we found
the emergence of a number of energy modes at
frequencies slightly below the bare phonon frequency
Q. The origin of these eigenmodes can be understood
from the strong frequency dependence of the dielec-
tric function close to the phonon frequency (see
Sec. III B 3).

(i) Cavity-enhanced ferroelectric phase transition.—
To go beyond the simple quadratic model of the
photon-phonon-plasmon hybridization, we included
phonon nonlinearities in the dielectric material
through the variational method. We found that
the collective modes are softened as the thickness
of the dielectric slab is decreased. We emphasize
that this feature is present only when we include
phonon nonlinearities, and, therefore, its mecha-
nism goes beyond simple screening of ferroelectric
fluctuations by electrons in the metallic claddings.
The softening corresponds to the enhancement of
the ferroelectric instability and allows a cavity
system to undergo transition into the ferroelectric
phase even when the bulk material remains para-
electric. We suggest that such cavity-enhanced
transition could be experimentally observed in

several quantum paraelectric materials at the verge
of the ferroelectric phase.

The mechanism proposed in this paper is not a specific
feature of a particular setup but should be applicable to a
wide class of systems supporting excitations that possess
electric dipole moments. For instance, our theory can be
used to analyze the coupling of cavity fields to excitonic
molecules [161,162] and also to artificial quantum systems
such as ultracold polar molecules [163], trapped ions [164],
and Rydberg atoms [165]. The present formulation should
also be applicable to analyze polariton modes in the
hexagonal boron nitride (hBN) [137,166,167], which is a
dielectric insulator material associated with a large optical
phonon frequency. We point out again that the predicted
changes of the elementary excitations can occur without
external driving in contrast to, e.g., the earlier studies of
exciton polaritons in microcavities [168—174].

As by-product of the analyses given in this paper, we
envision several potential applications of the cavity-
induced changes of the dispersive excitation modes. For
instance, one can consider a molecular crystal sandwiched
between metallic mirrors, where polaritons originate from
the hybridization of singlet excitons and cavity electro-
magnetic modes. The corresponding triplet excitons have
negligible interaction with light and are, thus, unaffected by
the cavity confinement. The heterostructure cavity con-
figuration then allows one to change relative energies of
singlet and triplet excitations, which can be applied to
improve the efficiency of organic light-emitting devices and
realize photon-exciton converters. We expect that the
modification of the hybridized dispersion in the proposed
cavity setup can also be used to control photochemical
reactions in molecular systems. Similar physics may be
observed in the presence of a single metal-dielectric inter-
face. Further discussions can be found in Appendix F.

Several open questions remain for future studies. First,
we recall that the whole system considered in this paper is
assumed to be in thermal equilibrium; i.e., the effective
temperature is identical for both the matter and the cavity.
This assumption may not always apply; for example, the
metal mirrors and the insulator could be coupled to external
bath modes at different temperatures. Moreover, driving
the cavity into a high-intensity regime or coherent
pumping of atoms should induce the cavity-mediated
interactions among the underlying elementary excitations
[64,175-178]. It remains an intriguing question how our
formalism can be generalized to such nonequilibrium
situations.

Second, a quantitative amount of the predicted modifi-
cation of the elementary excitations and also that of the
transition-point shift can, in practice, depend on several
specifics such as finite thickness of metallic mirrors, the
phonon-scattering rate in matter, and the plasma frequency
and the conductivity in metals. It merits further study to
explore the impact of those experimental complexities on
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the present results. In particular, it is intriguing to elucidate
how dissipation effects on phonons and cavity photons can
influence the phase diagram obtained in the present work.
Our preliminary phenomenological analysis in Sec. III B 4
indicates that the equilibrium properties should not be
qualitatively affected by dissipation; however, it may still
cause quantitative modifications and, in particular, influence
nonequilibrium dynamics. These issues could be addressed
by relying on recent developments in Markovian open
quantum many-body systems [179,180]. To go beyond
Markovian descriptions, one may, in principle, apply a more
inclusive approach such as by explicitly including bath
degrees of freedom as bosonic reservoirs into the analysis.
Meanwhile, on the border of the phase transition, there are
interesting open questions on how quantum critical behavior
is modified due to cavity confinement and how it can be
affected by dissipative nature of a cavity [135,181-187].
It would also be interesting to explore combining cavity-
enhanced phase transitions with topological aspects of open
systems [188—193].

Third, it will be intriguing to consider the situation in
which the primary coupling between matter and light is
mediated by the magnetic field. A concrete example can be
Damon-Eschbach modes in ferromagnetic films [194]. The
intrinsically chiral nature of these modes may qualitatively
alter the character of collective modes in the cavity
configuration. One can also consider a situation with both
electric and magnetic couplings being important. This
situation can be relevant to multiferroic systems [195],
in which ferroelectric and magnetic orders are intertwined.

Finally, it is also intriguing to consider further features
and functionalities that can arise from fabricating additional
structures at the metal-insulator interfaces. For instance,
periodic texturing or distortion of the surfaces can lead to
the formation of gaps in the in-plane dispersion as realized
in photonic crystals, which will provide additional flexi-
bility for manipulation of the hybridized light-matter
excitations. It also merits further study to consider how
changes in the phonon spectrum in the metal-paraelectric
heterostructure can affect many-body states in the metallic
mirrors, such as superconducting states, which should be
particularly relevant to low-density superconductivity
mediated by plasmons as discussed in the case of doped
strontium titanate, where the soft transverse optical phonon
plays a crucial role [196]. We hope that our work stimulates
further studies in these directions.
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APPENDIX A: DIAGONALIZATION OF THE
QUADRATIC HAMILTONIAN

Here, we provide technical details about the diagonal-
ization of the quadratic parts of the bulk Hamiltonian in the
main text. To this end, we decompose the matter field as
$(r) =@ (r) + ¢ (r) and 2(r) = 2l (r) + 2 (r), whose
explicit forms are given by

) = \/% %:(&a,geik*e“ +He). (Al
- —i@;(%eﬂwem - H.c.), (A2)
m < | giker +H.c.>, (A3)
\/TZ< I tkr Hc) (A4)

where N = V/v is the number of modes, ¢M (gz’)k ) is the
annihilation (creation) operator of transverse phonons with

momentum k and polarization A, and éﬁ}l ((25}?) is the
annihilation (creation) operator of longitudinal phonons.
We recall that the transverse polarization vectors €y, satisfy
Egs. (6) and (7). At the quadratic level (U = 0), only the
transverse components couple to the dynamical electro-
magnetic field, while the longitudinal components couple
to the static longitudinal electric field. In the similar manner
as in the electromagnetic Hamiltonian H light» the quadratic
part I:IO of the matter Hamiltonian lﬁlmatter can then be
diagonalized as in Eq. (12) in the main text.

To diagonalize the transverse part of the total quadratic
Hamiltonian ﬁlttt,o’ it is useful to introduce the conjugate
pairs of variables for the field operators of electromagnetic
field #+ and A in Fourier space:
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H— (b= ). (a9
w2 ). @)
Ay = \/%(aka + Cf_k,{)’ (A7)
Alf/l - —i\/@@ki - &ikﬁ)’ (A8)

where the superscript P indicates that an operator is a
conjugate variable of the corresponding operator; i.e., each
pair of conjugate variables satisfies the canonical commu-
tation relations. The transverse part of the quadratic
Hamiltonian can then be simplified as

. 1 N1 0N /7
1 IS A
Hiowo = 2 Z (ﬂ"l’lp A’fﬂ) <0 1 > <APk,1 )

In=,, o~ [ @ —gQ \ (7Y,
+§ (ﬂIJ(_/I Akﬁ)( Q 2 2><A )’
kA -9 wk + g A—kﬂ
(A9)

from which one can readily obtain Egs. (20) and (21) in the
main text.

APPENDIX B: MACROSCOPIC
MAXWELL EQUATIONS

In the linear regime, elementary excitations of the elec-
tromagnetic fields in nonabsorbing matter can, in general,
be obtained by solving the macroscopic Maxwell equations
with using boundary conditions appropriate for a physical
setting of interest. Specifically, the dynamics of the
electromagnetic fields is governed by

OB
VXE+4+—= B1
x +3t 0 (B1)
1 oD
—VxB=— B2
Ho ) or’ (B2)
V.D=0, (B3)
V.-B=0, (B4)

where E is the electric field, B is the magnetic field, y is
the vacuum permeability, and D is the macroscopic electric
field in matter. Transforming to the frequency basis, the
macroscopic electric field D is related to E via

D(r) = epe(w,r)E(r) (B5)

with ¢, being the vacuum permittivity and e(w, r) being the
frequency- and position-dependent relative permittivity
reflecting material properties. We choose the Coulomb
gauge

V-A(r)=0. (B6)
In terms of the vector potential, the equation of motion can
be simplified as

—w’e(w,r)

=2 A(r)+Vx[VxA(r)] =0, (B7)
where ¢ = 1/,/€ylg is the vacuum light speed. In the bulk
case, one can simply solve this eigenvalue problem by
employing the spatial invariance and expressing the eigen-

solutions in terms of the plane waves [cf. Eq. (4)].

APPENDIX C: EIGENMODES IN THE CAVITY
CONFIGURATION

From now on, we focus on the heterostructure con-
figuration as illustrated in Fig. 5, which is symmetric
under the spatial parity transformation along the direction
perpendicular to the plane, i.e., under the reflection

(X, ,2) = (x,y,-2).

1. Transverse modes

We first consider the transverse modes. In this case, the
vector field can be quantized and expanded as

fl(r):; %Awﬂ[&nt(r)—i-H.c.], (C1)

where A is the area of the system, n € {q,n,A} labels
each eigenmode in the cavity setting, &, is its annihilation
operator, w, is an eigenfrequency, and U, is the corre-
sponding transverse eigenmode function satisfying
V.U ,f = 0. Here, ¢ is the two-dimensional in-plane wave
vector, n € N labels a discrete eigenmode in each sector
A= (A, P) with A € {TM, TE} specifying the transverse
magnetic (TM) or the transverse electric (TE) polarization
defined by the conditions

[V xU;(r), =0 (TMmodes), (C2)

(TE modes), (C3)

and P = = specifying the parity symmetry of the eigen-
mode function under the reflection:

U (x.3.=2)],y = PIUy (x.. 2],y (C4)

Uy (x,y,=2)], = =PUy (x5, 2)].. (C5)
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Because of the spatial invariance in the x and y

directions, we can decompose the eigenfunction as

Ul (r) = e%u; (2), (C6)

where p = (x,y)!. The eigenvalue problem (B7) in the
present case can then be given by

—wje(w,. 2)

CZ

uy (z) + e 47V x {V x [e"%u;- (2)]} = 0
(C7)

with the relative permittivity being defined by

e(w,z) = ep(a))Z&(sz —d/2)
s==%

+ &(w) (Z&(d/z —57) — 1> . (C8)
s==%
Here, we use the Heaviside step function

I (x>0)
80x) = {0 (x < 0) ()

and assume the relative permittivity functions in the metals
(|z| > d/2) and the insulator (|z| < d/2) as

2
(O

€,(w) =1 - (C10)

92

Q2 — @2’

E(w) =1+

(C11)

We recall that @), is the plasma frequency in the metal
mirrors, Q is the frequency of the nondispersive matter
excitation such as an optical phonon mode in ionic crystals,
and g characterizes the strength of the light-matter coupling
between the matter dipolar mode and cavity electromag-
netic fields. It is also useful to express the electric and
magnetic fields in terms of the eigenmodes as follows:

Z,/ an (r) + H.cl, (C12)

E,(r) = iUy (r (C13)
Br =Y 260%@ @,B,(r) +Hel,  (C14)
B,(r) =V xU;(r). (C15)

The boundary conditions require the continuity of n x £,
and n - [ege€,| across the interfaces with n being the unit

vector perpendicular to the surfaces. The latter condition is
equivalent to the continuity of the magnetic field orthogo-
nal to the surface normal n x B,.

a. TM modes

Without loss of generality, we here consider the
TM-polarized eigenmodes satisfying

B,l,#0.  [B,],.=0, (C16)

€], #0. (C17)

The Maxwell equation V - B = 0 then leads to g, =0;ie,
the eigenmodes propagate along the x axis, and, thus, we

denote g = ¢,. The parity conditions (C4) and (C5) in the
present case can be read as

B, (x,y,=2)], = =P[B,(x,y,2)],, (C18)
[€,(x,y,=2)], = P[E,(x,¥,2)], (C19)
[€,(x.y,—2)], = —P[E,(x,y.2)],. (C20)

In terms of the mode function u”{ the TM modes
considered here satisfy

ui(2)], = 0. (c21)
i (=2)], = Plu (2], (c22)
i (=2)], = —Plu ()], (c23)

We first consider the case of the even parity P = +.
Solving the eigenvalue equation (C7) for the mode function
u,7l with the transversality condition, i.e., V - (e ”u ) =0,
we obtain the explicit functional form of uL for thls class
of eigenmodes as shown in the first line in Table II. This
set includes the bands labeled as TM,, RTM,_g,4. .,
SS (=TM,) that are shown in Figs. 6(a) and 6(d). In these
modes, the longitudinal wave number «,, in the insulator
region is defined by

QI\)

Kz—

We emphasize that k, takes either a real value or a purely
imaginary value. In the latter case, the eigenmodes are
localized at the interfaces and represent the surface modes.
We define the skin wave number v,, which is real and
positive, as follows:
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TABLE II.

Eigenmodes in the cavity configuration. The labels of the bands are consistent with those shown in Fig. 6. The polarization

of each mode is specified by A € {TM, TE,L}, where TM and TE indicate the transverse magnetic and electric polarizations,

respectively, and L denotes the longitudinal polarization. The parity of the mode functions u,f and f ,|7‘ are specified by P = =+ (see also
the main text). We also indicate whether or not the divergence of the electric field V - £, vanishes. The last column shows the explicit
functional form of the mode function for each eigenmode, where e; indicates the unit vector in the direction i = x, y, z.

Bands A P V-g, Mode function
TM;, RTM, 924, TM +  Zero  wu;(z) = ul(cos(k,z)e, — i(q/x,) sin(k,z)e.)[9(d/2 —z) + 9(d/2 + 2) — 1]
SS (=TMy) +ul Y e (e, +is(q/vy)e.)9(sz — d/2)
T™™;, RTM,_;35., ™M -  Zero  w}(z)=ul(sin(x,2)e, + i(q/x,)cos(k,z)e.)[9(d/2 - z) + 8(d/2 + z) — 1]
AS2 oy Y sy e (se, +i(q/v,)e)9(sz — d/2)
TE,, RTE,—¢24... TE +  Zero  wu;(z) = u}cos(k,z)e,[9(d/2—2) +9(d/2+z) = 1]+ ull S| e™e,9(sz —d/2)
TEg, RTE, _ 3., TE - Zero u,f(z) uf sin(k,z)e, [9(d/2 —z) +9(d/2+2) = 1] +uy! >, se™%e,(sz — d/2)
L, L + Nonzero =71 (q/ k2 _~_q>€,@ie—mz (ﬂ/ i +q> ei%iE F emiit)e }
x [9(d/2—z) +8(d/2 +z) — 1]
o €], #0, €], =0, (C28)
v, =1\/q¢* - ?ep(a)n) > 0. (C25)
B,], =0, B,],, # 0. (C29)
The coefficients ) and u}, in the metals (M) and in the . N
insulator (), respectively, satisfy the following relations ~ From the transversality condition
imposed by the boundary conditions: ,
V.- (eMPu;) =0 (C30)

ul Jul = /% cos (k,d/2)

— 5((0,,)1/,7 1/,711/2 :
= _ep(a)")lcn sin (i, d/2).

(C26)

Aside an irrelevant phase factor, these coefficients can
be fixed by further imposing the normalization condition
[ dzluy(2)]* = 1.

In the same way as done above, we can also obtain the
corresponding eigenmodes in the case of the odd parity
P = —. Their functional forms are given in the second line
in Table II. The corresponding coefficients satisfy the
boundary conditions

ull Jul = e¥/? sin (k,d/2)

_ @y
= We CcoS (Knd/Z)

(C27)
and also the normalization condition [ dz|u;(z)|* = 1.
These modes are labeled as TM,, RTM,,_, 3 5., AS|, that
are shown in Figs. 6(b) and 6(e). We show typical spatial
profiles of the electric fields at low and high in-plane
momenta g for each of these TM modes in Fig. 9.

b. TE modes

In the case of the TE polarization, without loss of
generality, we can assume the following conditions:

and the Maxwell equation V -D =0, we obtain the
condition q,=0; i.e., the TE modes considered here also
propagate along the x axis. The electromagnetic fields of
the TE modes transform under the parity transformation as

[€,(x.y.=2)], = PIE,(x..2)],, (C31)
(B, (x,y,=2)], = =P[B,(x,y,2)],,  (C32)
(B, (x,y,=2)], = P[B,(x,y,2)],. (C33)

These conditions can be read in terms of the mode function
1
u,; as

i (2], = (C34)

i (=2)], = Pluy (2)]-
The eigenvalue equation then leads to the functional
form in the third (fourth) line in Table II in the case of
the even parity P =+ (the odd parity P = —). The
boundary conditions require that the value of the mode
function u,1l and its first spatial derivative must be con-
tinuous across the interfaces. More specifically, in the case

of the even parity, they lead to the conditions on the

coefficients uM ! s

(C35)
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FIG. 9. Spatial profiles of the TM modes in the cavity configuration at low and high in-plane momenta g. The black dashed vertical
lines indicate the metal-insulator interfaces. The blue solid curve shows the spatial profile of the out-of-plane component [iu;-(z)]. of the
mode function (corresponding to the z component of the electric field). The red solid curve shows the spatial profile of the in-plane
component [u;(z)], of the mode function (corresponding to the x component of the electric field). The parameters are the same as in
Fig. 6, while the in-plane momentum ¢ for low- and high-momentum results is chosen to be ¢ = 0.1Q/c and ¢ = 7Q/c, respectively.

ull Jul = e cos (x,d/2)

= g2 i (k,d/2),
Kn

(C36)

while in the odd-parity case we have to impose the
conditions

ull Jul, = e/ sin (k,d/2)

= 1 gud/2 o (k,d/2).
Kn

(C37)
The normalization condition [ dz|u; (z)[* = 1 can be also
imposed on the coefficients. In Figs. 6(c) and 6(f), the TE
modes with even parity are labeled as TE;, RTE, 4. ,
while the ones with odd parity are labeled as TE,,
RTE,_; 35.... In contrast to some of the TM modes (such
as the AS;,; and the RTM,, modes), the spatial profiles of
the electric fields are qualitatively insensitive to the in-
plane momenta for all of the TE modes; their typical results
are shown in Fig. 10.

2. Longitudinal mode

The other type of solutions is the longitudinal mode that
is characterized by the longitudinal electric field

VxE, =0. (C38)

Because of our choice of the Coulomb gauge Al =0, the
longitudinal field is directly linked with the longitudinal

mode of the matter field (ﬁ” as discussed in the main text

[cf. Eq. (28)]. From the Maxwell equation V -D =0, we
can see that this mode oscillates in time at a constant

frequency Q! corresponding to the vanishing permittivity in
the insulator

g@l) =0, (€29)

Ql =/Q* + & (C40)

g — In-plane /\ E _|®\ /\ RTE,
/ TE UV

Field

N

Field

E

T

TEg
L
\_ RTE;
\_ RTE,

W

z [d]

FIG. 10. Spatial profiles of the TE modes in the cavity
configuration. The black dashed vertical lines indicate the
metal-insulator interfaces. The mode functions f,|1‘ of all the TE
modes have only the in-plane components, whose spatial profiles
are shown by the red solid curve (corresponding to the y
component of the electric field). The parameters are the same
as in Fig. 6. We use ¢ = 0.1Q/¢ for the sake of concreteness,
while the spatial profiles of the TE modes are qualitatively
insensitive to a specific choice of the in-plane momentum g.

Y
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We can expand the longitudinal matter field in terms of the
mode function as

A

h TR
I = 7} : I Ligorl
where the longitudinal mode function satisfies

V x [efq-ﬂf,‘l (z)} —0. (C42)

Meanwhile, the Maxwell equation V x E = —(0B/dr)
ensures the vanishing magnetic field B = 0. Thus, it suffices
to consider only the longitudinal electric field, and, without
loss of generality, we here consider the modes satisfying

€] # 0, (C43)

(C44)

The corresponding in-plane momenta point to the x direc-
tion, i.e., qy =0, and, thus, ¢ = ¢,. The boundary con-
ditions at the interfaces lead to the vanishing electromagnetic
fields in the metal mirrors. The resulting explicit functional
form of the mode function is given in the last line in Table II.
Depending on the parity P = + defined via the relations

fi@)|, =o. (c45)
(=), = Pl . (C46)
2] =-Plla)] . (C47)

there are two classes of solutions, which are labeled as the
L, modes in Fig. 6(a). The corresponding longitudinal wave
number k, can be simply obtained by the boundary con-

ditions [f)}(+d/2)], = 0.

APPENDIX D: LOSS EFFECT ON THE
SOFTENED POLARITON MODE

We here provide further details about the analysis of the
cavity loss. To be specific, we employ the Drude model and
use a phenomenological complex permittivity. The result-
ing complex eigenvalue equation at g = 0 is

B K\/wf,/(a)2 +iwy) —1

@ E(w)tan(kd/2)

(D1)

where we recall that y > 0 represents the cavity-loss rate.
The results in Fig. 7 in the main text are obtained by solving

Eq. (D1) for the solution that reduces to the RTM, mode in
the lossless limit y — 0.

Two remarks are in order. First, while the imaginary part
of the complex Drude permittivity diverges in @ — 0, this
divergence does not mean that an eigenmode should have a
vanishingly short lifetime. The reason is that an eigenfre-
quency can go down to zero if and only if the bare phonon
frequency also vanishes  — 0, indicating that the diver-
gence of the Drude permittivity is necessarily compensated
by that of &(w) [cf. Eq. (D1)]. Second, it is worthwhile to
note that the Kramers-Kronig relations can, in principle, be
recovered even in the lossless limit by extending the
permittivity as follows [197]:

e,(w)=1-a? <$ + insW (a))) , (D2)

where 6(!) is the first derivative of the Dirac delta function.
While this additional contribution can be of physical
importance when one is interested in real-time dynamics,
it is irrelevant to the main results discussed in the
present paper.

APPENDIX E: DETAILS ABOUT PHYSICAL
PROPERTIES OF THE HYBRIDIZED MODES

We here discuss full details about physical properties of
the hybridized elementary modes. First, to gain further
insights into the most-softened mode, in Fig. 11, we plot
the spatial profiles of the electric field E of the RTM,
mode. Figures 11(a) and 11(b) show the electrical flux lines
of the RTM,, mode at low and high in-plane momenta g,
respectively, with the color indicating the magnitude of the
out-of-plane component E_ of the electric field. We note
that our convention of denoting the z component as the out-
of-plane one is in accordance with the planar cavity setting
whose metal-insulator interfaces are parallel to the xy
plane. Without loss of generality, here we focus on the
mode propagating in the x direction, i.e., ¢ = ¢,, leading to
the condition E, =0 (see Appendix C). Figures 11(c)
and 11(d) show the low-g and high-g spatial profiles of the
in-plane (red solid curve) and the out-of-plane (blue solid
curve) components of the electric field at x = 0. At low ¢
before crossing the lower bulk dispersion, the field pre-
dominantly points to the in-plane direction and extends
over the insulator region |z| < d/2 [Fig. 11(c)]. In contrast,
after crossing the bulk dispersion, the longitudinal wave
number k, turns out to take a purely imaginary value, and
the field profiles qualitatively change. Specifically, at
high ¢, the fields are localized around the interfaces, and
the z component of the electric field exhibits significant
discontinuities due to the surface charges concentrated on
the metal interfaces [Fig. 11(d)]; these features are
characteristic of surface polariton modes. As shown in
the main text, it is the softening of the RTM, mode
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FIG. 11. (a),(b) Electrical flux lines and (c),(d) spatial profiles

of the mode function (i.e., the electric field) for the most-softened
phonon mode denoted as the RTM, mode. Without loss of
generality, we consider the mode propagating in the x direction
with the in-plane momentum ¢ = ¢, and the vanishing electric
field in the y direction E, = 0. (a),(b) The black solid curved
arrows indicate the electrical flux lines on the xz plane at (a) low
and (b) high in-plane momenta g. The color indicates the
magnitude of the electric field E, perpendicular to the interfaces.
(c),(d) The spatial profiles of the in-plane (red solid curve) and the
out-of-plane (blue solid curve) components of the electric field at
x = 01in (a) and (b) are plotted in (c) and (d) in the arbitrary unit,
respectively. The black dashed vertical lines indicate the inter-
faces at |z| = d/2. The parameters are d = ¢/Q, g = 3.5Q, and
w, =5Q. Wesetqg = 0.1Q/cin (a),(c) and g = 7Q/c in (b),(d).

discussed here that triggers the structural instability of
materials, thus ultimately inducing the paraelectric-to-
ferroelectric phase transition.

We next consider the symmetric and antisymmetric
surface modes denoted as SS(=TM,) and AS, in
Figs. 6(a) and 6(b), respectively. The assignment of the
label TM,, to the SS mode is in accordance with the
convention of studies in plasmonics [148]. At a high in-
plane wave vector ¢, the SS and AS, modes become bound
modes that are localized around the interfaces; the field
amplitudes take maxima at the interfaces and exponentially
decay away from them. In the limit of ¢ — oo, the energy
dispersions for both of the SS and AS, modes become
flat and saturate to the same, finite frequency below ,,.
Meanwhile, at ¢ = 0, the AS, mode starts from a frequency
lower than that of the SS mode, and, thus, the former
exhibits a larger dispersion. The SS mode can have a real
longitudinal wave number K, at low g, and, thus, it can be
radiative; i.e., it can be coupled to light modes outside the
cavity when metal mirrors have finite thicknesses. As a
result, the SS mode can contribute to optical properties of
the system. With increasing ¢, the longitudinal wave
number k, changes from a real value to a purely imaginary
value, and the SS mode changes into the nonradiative

mode. In contrast, the AS, mode is nonradiative over the
entire in-plane momentum and can potentially be applied to
nanoscale plasmonic waveguides owing to its localized and
dispersive nature. The difference between two surface
modes at low ¢ also results in their qualitatively different
low-energy polarization behavior; the dipole moment of the
SS mode points to the in-plane direction, while that of the
AS, mode is purely out of plane. It is worthwhile to
mention that in the context of plasmonics the nanoscale
localization of such surface modes has previously been
utilized for squeezing light waves below the diffraction
limit [198,199].

The highest band [denoted as TM, in Fig. 6(a)] starting
from the plasma frequency w, at g = 0 is essentially the
upper branch of the standard plasmon polaritons. This
hybridized mode reduces to the bare plasmon (photon)
excitation in the limit of ¢ — 0 (¢ — o). The next-highest
band [denoted as TM; in Fig. 6(b)] initiates from a
frequency slightly below the plasma frequency and has a
physical origin similar to the TM, mode, but there still
exists a difference that the TM; mode sustains the non-
vanishing hybridization with the electromagnetic fields at
low ¢g. The mode functions u,f of the TM, , modes and the
corresponding dipole moments predominantly point to the
directions parallel to the interfaces at low g. The longi-
tudinal wave number k, remains real over the entire in-
plane momentum space, and, thus, the amplitudes of the
TM, , modes extend over the insulator region (see also
Fig. 9 in Appendix C).

When the plasma frequency is close to the phonon
frequency and the hybridization with plasmons becomes
particularly prominent, the above crossover behavior of
the RTM, mode also manifests itself as the emergence
of roton-type excitations. To see this result explicitly, in
Fig. 12, we show the energy dispersion of the RTM,, mode
at different light-matter coupling strengths g with a low
plasma frequency. It is evident that the energy dispersion
takes the minimum value at finite in-plane momentum
g* > 0, indicating the formation of roton excitations.
Physically, this minimum roughly corresponds to the
vanishing point of the longitudinal wave number «, = 0,
at which the crossover from low to high in-plane momen-
tum behavior occurs [compare Fig. 11(c) with Fig. 11(d)].
While a specific value of the finite in-plane momentum ¢*
depends on system parameters such as the thickness of the
insulator, it is a general feature that roton excitations
eventually disappear (i.e., ¢* — 0) as the plasmon compo-
nent in the eigenmode becomes less significant by, for
instance, increasing either the light-matter coupling
strength g or the plasma frequency w,,.

The lowest mode in the TM polarization, which is
denoted as AS,, lies slightly below the lower bulk
dispersion (black dotted curve) and converges to the linear
photon dispersion at ¢ — 0 in contrast to the other modes
featuring quadratic asymptotes. This mode essentially
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FIG. 12. The RTM, mode at different light-matter coupling
strengths g with a low plasma frequency. The strong hybridization
with plasmons leads to the emergence of the minimum of the
energy dispersion at finite in-plane momentum ¢* > 0, indicating
the formation of roton-type excitations. The parameters are
d=c/Qand 0, =2Q.

shares the similar properties with the AS, mode; both of
them are localized modes over the entire in-plane momen-
tum ¢ and point out of the plane at low g due to the surface
charges. The AS; mode asymptotically becomes a purely
photon mode at g — 0.

The longitudinal modes L. in Fig. 6(a) have the parity

P = + and lie at the constant frequency QI = /Q? + ¢
These nondispersive modes arise from the vanishing
insulator permittivity and are characterized by the nonzero

divergence of the mode function V - (e*f ,‘7‘) # 0. Both the
in-plane and out-of-plane amplitudes of the longitudinal
electric field extend over the insulator region, while the
amplitudes vanish in the metal regions due to the boundary
conditions. At low ¢, the out-of-plane component becomes
dominant in the insulator region due to the surface charges.

Finally, we discuss the TE-polarized bands of both
parities P = %+ plotted in Fig. 6(c). The corresponding
magnified plot around the phonon frequency is also shown
in Fig. 6(f). These TE modes have simpler structures than
the TM ones; i.e., each of the modes lies slightly above the
higher or lower branches of the bulk dispersions (black
dotted curves) due to energy enhancements by the cavity
confinement. We label the higher set of the TE modes as
TE, 1, while the lower set of a large number of resonant TE
modes as RTE,_ ; , . Because the mode functions (and,
thus, the electric fields) for all the modes are continuous
even at the interfaces, the origin of the enhanced energies in
these TE modes can simply be understood as the acquis-
ition of nonzero longitudinal momentum associated with
the cavity confinement. Indeed, the corresponding longi-
tudinal wave number k, remains real for all the TE modes
over the entire region of the in-plane momentum gq.

This real-valuedness of «, also indicates that the TE modes
are essentially radiative photonic modes that can directly
couple to light modes outside the system when the
thicknesses of the metal mirrors are taken to be finite.

APPENDIX F: APPLICATIONS OF
CAVITY-BASED CONTROL OF
POLARITON DISPERSIONS

Substantial modifications of the polariton dispersions in
the cavity geometry (see, e.g., Fig. 6 in Sec. III) are generic
features for collective dipolar modes coupled to confined
light modes. In this respect, the cavity-based control
of energy-level structures can potentially be applied to a
wide range of systems such as ionic crystals, molecular
solids, assembled molecules, and excitonic systems.
Organic molecules are particularly promising for such
applications, since their excitations have large dipole
moments and crystals can achieve high-molecular densities
[200]. Recent experiments have demonstrated the strong
coupling between a single molecule and a cavity mode even
for the modest cavity quality factors [131,201]. This result
means that the strength of the coupling between the
molecular optical excitation and the cavity mode exceeds
the decoherence rate of the excitations [69,90,106,202].
Besides a case study of the cavity-enhanced ferroelectricity
in Sec. IV, we discuss below that the cavity-induced
changes in the hybridized dispersion can be utilized to
improve the efficiency of organic light-emitting devices
(LEDs) and to realize exciton-photon converters.

We consider a crystal of polar molecules surrounded by
metallic electrodes as shown in Fig. 13. The relevant
infrared active mode can be either an electronic excitation,
such as the E1 electronic transition, or a vibrational
excitation of the molecular crystal. While these two types
of excitations have very different frequencies (i.e., optical
vs midinfrared), the general formalism presented in Sec. 11
should be applicable to both cases. Either one of these
modes can be introduced as a nondispersive mode having
the frequency Q in Eq. (12). To be concrete, we focus on
the case of electronic excitations and argue that the
proposed cavity configuration can be applied to improve
efficiencies in molecular LEDs.

A major challenge in organic LEDs is that the lowest
excitonic state is a spin triplet, which is optically dark (i.e.,
it recombines through nonradiative channels). The reason is
that Hund’s rule for electrons in a molecule favors the spin
alignment, and, thus, the spin triplet excitonic states are
lower in energy than the singlet ones. Having a practical
method of reversing the order of excitonic states by making
the singlet state of an exciton lower in energy has important
implications for improving the efficiency of organic LEDs
[122]. In the cavity configuration, since triplet excitonic
states are dark, they do not couple to light and are not
strongly modified. In contrast, the singlet excitonic state
hybridizes with confined light modes and forms the
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FIG. 13. Possible applications of the cavity setting to molecular
and excitonic systems. (a) Schematic figure illustrating the
proposed setup, in which molecular solids or assembled mole-
cules interact with light modes confined between metal mirrors.
(b) Schematic figure illustrating applications of the elementary
excitations in the cavity setting to an organic light-emitting device
and a photon-exciton conversion. The black horizontal solid
(dotted) line denoted as 7 (S) indicates a bare nondispersive
triplet (singlet) energy of a molecular state or an electron-hole
pair. Only the singlet state S couples to confined light modes,
resulting in the split into the multiple branches of the in-plane
dispersions. A lower dispersion (red solid curve denoted as S”)
can potentially be applied to enhance the efficiency of organic
light-emitting devices. Tuning the in-plane momentum ¢ or the
thickness of the layer, a higher dispersion (blue solid curve
denoted as S§’) can be used to realize the resonance condition
wg = 2mr, leading to a conversion of a photon into a pair of
triplet excitons as denoted by two dashed black arrows.

softened collective modes such as the RTM; mode
shown in Fig. 6(a). This result should make it possible
to have the lowest excitonic state as a spin singlet, thus
realizing efficient organic LEDs [see the red solid curve in
Fig. 13(b)]. While this type of hybridization has been
discussed in the literature before [122], the novelty of the
present consideration is the inclusion of the continuum of
both collective matter excitations and cavity light modes
in a slab of a finite thickness as well as taking into account
the dispersive nature of the hybridized excitations there.
In general, the dispersive nature could be utilized to
further tune the selective control of chemical reactivity
landscapes in order to enhance or suppress certain types of
photochemical reactions. Remarkably, an inversion of the
singlet-triplet polaritons has recently been demonstrated in
organic microcavities [125]; it is interesting to consider
whether such a technique can be transferred to continuum
collective excitations associated with nontrivial dispersions
as discussed here.

We next discuss a complementary idea of using a cavity
to facilitate the conversion of photons into pairs of triplet
excitons. This process could be useful for generating
entangled pairs of excitations. At ambient conditions, such
conversion process is challenging to realize, because the
resonant absorption of light occurs at the energy of singlet
excitons and this energy is only slightly above the energy of

the triplet excitons; typical energy spacing is characterized
by the Hund’s splitting and is an order of a few meV.

This limitation can be overcome by utilizing the pro-
posed cavity setup. As discussed before, when a molecular
solid is confined in the cavity, the singlet exciton hybridizes
with light modes while the triplet one does not. This
difference can lead to the formation of a hybridized singlet
mode above the original exciton energy [see, e.g., the blue
solid curve S" above the black dashed horizontal line S in
Fig. 13(b)]. One may, for example, use the SS(=TM,)) and
AS, modes for this purpose. Owing to the nontrivial
dispersion of such a hybridized mode, one can tune the
in-plane momentum ¢ (and the thickness d or the plasma
frequency ), if necessary) such that a hybridized singlet
energy wg becomes equal to twice of the triplet energy 2wy
and, thus, the conversion process of a single photon into
two triplet excitons becomes resonant [cf. the dashed
black arrows in Fig. 13(b)]. One can create singlet exciton
polaritons at finite in-plane momenta by, e.g., having
incident light at a nonzero angle or constructing a grating
on the surface of the metals.

APPENDIX G: DETAILS OF THE
VARIATIONAL ANALYSIS

We here provide technical details about the variational
analysis. As explained in the main text, we minimize the
following variational free energy with respect to a varia-
tional parameter ro; [cf. Eq. (47)]:

1
F,= —Bln Zy + 6Ecit) + O - (G1)

Here, the first term corresponds to the free energy for the
noninteracting theory with

ZO(reff> - H[l - e_ﬁqul.“el‘r)}_
qni

(G2)

The second term JE.y; contributes from an expectation
value of the quadratic terms in the energy difference
H i (r) — Hygo(refr) With respect to the variational state,
resulting in

ha(r— vy, (7
OEcss 1 (1, Teir) = r = ror) Zcqni coth (M)

47\/@ qni 2
(G3)
Here, positive coefficients c,,; are defined by
a2 5
i =Cog) [ dilfuF. (04

where {(w) = ¢*/[g* + (res — @?)?]. The mode function
fani(z) represents f;d for transverse modes with
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A =TM,TE, while it represents fgml for longitudinal

modes with A = L; their explicit functional forms are
given in Appendix C. The final term 6E.g, results from
the nonlinear term in the microscopic Hamiltonian; after
using the Cauchy-Schwarz inequality, we can bound it as

5Eeff,2(’” off)

n*U B ha)qnll (r eff ) 2
<7 e rorgnal et/
= AMPrgN [qucq’” °°th( 2 ’

(Gs)

where we introduce positive coefficients

. _ d/2 4
Cqna = Z.:(a)qn/l) d a2 dZ'fqni(Z)l . (G6)

Summing up the right-hand sides of Egs. (G2), (G3), and
(G5), we obtain the variational free energy. While strictly
speaking this result gives the upper bound of Eq. (47), in
this paper we term this summation as the variational free
energy F', for the sake of notational simplicity.

One possible way to infer the quality of the present
variational theory is to check the convexity of the varia-
tional free energy and its variance around the global
minimum ey = ri. In general, when the free-energy
landscape turns out to be nonconvex and has several local
optima, it should raise the question about the validity of a
choice of variational states. However, in the present
analysis, the free-energy landscape is very well behaved
and has only a single global minimum. In particular, the
landscape around the global minimum becomes sharper
as we approach to the transition point at %, = 0. These
features can be inferred from Fig. 8(a) in the main text.

In addition to plotting the variational free energies and
the resulting phase diagrams as shown in Fig. 8, it is also
useful to plot the most-softened phonon mode (i.e., the
RTM, mode) with varying the insulator thickness d, but
at the fixed tuning parameter r (see Fig. 14). It is this
softening that destabilizes the paraelectric phase when it
goes down to zero energy, triggering the phase transition.
Thus, the unstable dipolar phonon mode at the verge of the
transition is precisely the transverse one and points to the
in-plane direction [cf. Figs. 11(a) and 11(c)]. We emphasize
that the results in Fig. 14 are obtained by using the
renormalized effective phonon frequency Qi = /1
for each thickness d, which is determined from identifying
the minimum of the variational free energy including
the nonlinear interaction in a self-consistent manner
[cf. Fig. 8(a)]. We note that all the contributions from
the “spectator” modes, i.e., the modes other than the RTM,,
are also included in the variational analysis to determine the
renormalized phonon frequency. As shown in Fig. 14, to
realize the ultimate softening of the RTM, mode, a sparser

ol
1.5¢ d decrease
3 ¢ /
0.5; /
OL

FIG. 14. Softening of the phonon mode relevant to the para-
electric-to-ferroelectric phase transition, which is labeled as the
RTM, mode in Fig. 6. The solid colored curves represent the in-
plane dispersions of the softened phonon mode with decreasing
the insulator thickness d from top to bottom curves. Each
dispersion is obtained by setting the phonon-frequency parameter
Q? equal to the effective value r; determined from the
variational analysis for each thickness [cf. Fig. 8(a)]. The black
dashed line represents the effective phonon frequency in the bulk
case. We set c=h=p=1, w,=5, U=1, g=3.5, and
A. = 10%. The tuning parameter is fixed to be r = —45. From
top to the bottom solid curves, the thickness is varied from d = 4
to d =1 with step 6d = 1.

band structure as realized with a thinner layer is preferable,
since the phonon hardening due to the nonlinear repulsive
interaction between the energetically dense elementary
modes can be mitigated.
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