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ABSTRACT: Perovskites have attracted much attention due to their remarkable optical
properties. While it is well established that excitons dominate their optical response, the
impact of higher excitonic states and formation of phonon sidebands in optical spectra still
need to be better understood. Here, we perform a theoretical study of excitonic properties of
monolayered hybrid organic perovskitessupported by temperature-dependent photoluminescence measurements. Solving the Wannier equation, we obtain microscopic access
to the Rydberg-like series of excitonic states including their wave functions and binding
energies. Exploiting the generalized Elliot formula, we calculate the photoluminescence
spectra demonstrating a pronounced contribution of a phonon sideband for temperatures up
to 50 K, in agreement with experimental measurements. Finally, we predict temperaturedependent line widths of the three energetically lowest excitonic transitions and identify the
underlying phonon-driven scattering processes.

I

density eﬀects.26 However, a microscopic understanding of
some of the reported ﬁndings, for example, the formation of
phonon sidebands and the microscopic origin of excitonic line
widths, has not been well understood yet.
Here, we present a joint theoretical study of optical
properties of monolayered hybrid organic perovskites
supported by experimental photoluminescence (PL) measurements. The aim of the work is to provide a microscopic
understanding of many-particle processes determining the
temperature-dependent PL in these materials. We focus on the
monolayered (PEA)2PbI4, which is a particular case of the nlayered (PEA)2MAn−1PbnI3n+1 perovskite27,28 (cf. Figure 1a).
Here, the inorganic layer consists of corner-sharing PbI6
octahedra sandwiched between two organic layers of PEA
(phenylethylammonium). The lower dielectric constant of the
organic layer results in a dielectrically conﬁned quantum well.
Using a fully quantum mechanical approach, we obtain
microscopic access to excitonic wave functions and binding
energies in 2D perovskites. Exploiting the generalized Elliot
formula, we model temperature-dependent PL spectra
including the emergence of phonon-assisted sidebands. Finally,
we determine the spectral line width of the energetically lowest

n the past years, much eﬀort has been devoted to the study
of perovskite materials.1−5 Their broad absorption spectrum 6 combined with impressive light-emitting properties7
makes them a promising material for optoelectronic
applications. They have been, in particular, applied as active
material in solar devices exhibiting a power conversion
eﬃciency of up to 25.2%.8 Beyond photovoltaics there has
been a rising interest in perovskite-based diodes and lasers.9−12
Recently, layered perovskites have emerged as a subclass of the
bulk material exhibiting enhanced excitonic properties and
tunable characteristics.13 Their optical and electronic properties can be tailored through an external stress14,15 or an internal
chemical pressure16 or by varying their layer thickness.17 In
addition, a wide variety of compositions can be made thanks to
the large amount of organic cations that can be integrated into
the structure. These materials are considered as a dimensional
reduction of 3D perovskites with the general formula
(A)′m A n − 1BnX3n + 1, where A′ is the cation that intercalates
between the inorganic An−1BnX3n+1 layers and n can be
understood as the thickness of the inorganic layers. Here, the
screening of the Coulomb interaction is weaker compared to
3D perovskites, resulting in considerably larger exciton binding
energies.18,19 As a direct consequence, excitons play a crucial
role in the optical response and nonequilibrium dynamics of
these materials. Unbound carriers can still play a signiﬁcant
role at higher densities and excitations above the single-particle
bandgap. Recent experimental studies on optical properties of
2D perovskites have focused on exciton binding energies,19
absorption line widths,12,20−24 phonon sidebands,25 and high© 2020 American Chemical Society
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Figure 2. (a) Exciton binding energy of the energetically lowest s-type
excitonic states in 2D perovskites. The inset shows a direct
comparison to the measured values denoted by dots (and the
corresponding references24,25,35−38). (b) Momentum-dependent wave
functions for 1s, 2s, and 3s excitonic states.

Figure 1. (a) Schematic illustration of the crystal structure of
(PEA)2(MA)n−1PbnI3n+1 from monolayered (n = 1) to bulk perovskites (n = ∞). (b) Exciton band structure and possible phononassisted scattering channels for 1s and 2s excitons.

Table 1. Excitonic Binding Energies Eb Obtained by Solving
the Wannier Equation (cf. Eq 1)

excitonic transitions taking into account scattering channels
driven by the emission and absorption of acoustic and optical
phonons (cf. Figure 1b). The theoretical predictions are
compared to temperature-dependent measurements of photoluminescence spectra in the investigated 2D perovskites.
As a ﬁrst step, we determine the excitonic properties of
monolayered (PEA)2PbI4 perovskites. To obtain microscopic
access to the Rydberg-like series of excitonic states ν, their
binding energies E bν , and wave functions ϕkν , we solve the
Wannier equation29−31
ℏ2k 2 ν
ϕ −
2μ k

∑ V|k− k′|ϕkν′ = E bνϕkν

excitonic state
binding energy Eb
[meV]

where we approximate the Coulomb interaction by the
Rytova−Keldysh potential32,33 Vq =

e0 2
2

2ε0εsL |q| (1 + r0 |q|)

E1s
228

E2s
43

E3s
17

E4s
9

E2p
53

E3p
19.5

E3d
20

identifying the spectral position of the exciton resonances
(1s and 2s) and the single-particle band edge in photoluminescence excitation,25 optical absorption,24,35,36 and
electroabsorption37 measurements or by extracting the thermal
dissociation ratio of excitons from temperature-dependent
photoluminescence measurements.38 Note that interestingly
the 2p state has a larger binding energy than the corresponding
2s state similarly to the case of TMD monolayers.39 The
corresponding eigenfunctions of the three lowest excitonic
states are illustrated in Figure 2b and show the typical
momentum dependence well known from the hydrogen
problem.
The obtained excitonic binding energies and wave functions
will be used in the following to calculate the photoluminescence spectrum and the line widths of excitonic
transitions in the investigated 2D perovskite material.
The photoluminescence is calculated by applying the density
matrix formalism for an interacting system of electrons,
phonons, and photons.40−42 Using the Heisenberg equation
of motion, we calculate the temporal evolution of the photon
number nk = ⟨c k†c k ⟩, which determines the photoluminescence
via IPL(E) = nk̇ .31,43 Here, radiative and nonradiative decay
channels play the crucial role. The radiative recombination of
exciton states within the light cone is given by44,45

(1)

k′

Letter

similar

to the treatment of atomically thin transition metal
dichalcogenides (TMDs).34 Here, we used the exciton reduced
mass21 μ = 0.108m0 and the average dielectric constant 35 εs =
3.32 given by the organic layers. The dielectric constant of the
inorganic layer is εwell = 6.1, and its thickness is Lwell = 0.636
nm.35 These quantities determine the screening length
ε
, which is crucial for the excitonic binding energy
r0 = Lwell 2well
ε
s

Eb.
Evaluating the Wannier equation, we ﬁnd E b1s = 228 meV
for the energetically lowest 1s exciton state, while the binding
energy decreases to 43 and 17 meV in the case of 2s and 3s
states, respectively (cf. Figure 2a and Table 1). The obtained
exciton binding energies are in good agreement with
experimentally measured values (cf. the inset of Figure 2a).
These experimental values have been determined by

γ0νσ =
9976

ℏe0 2
2

2m0 ε0nc0

|Mσ |2

|ϕν(r = 0)|2
E0ν

with the excitonic resonance
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energy E0ν = Eg + E bν , the refractive index of the medium
n = εs = 1.82, and the optical matrix element for interband
transitions Mσ = 8 fs eV nm−1 projected into the polarization σ
of the emitted light. In the considered low-excitation regime,
phonon-driven scattering channels determine the nonradiative
dephasing40,44
Γ νk = π

1
1y
i
|Gqνμj|2 jjjnqj + ± zzzδ(ΔE kμν, q, j)
2
2{
k
j , q, ±, μ

the velocity cAC = 2100 m/s. At high temperatures, there is a
deviation from a linear increase and the major contribution
stems from scattering with optical phonons exhibiting an
energy of 35 meV, similar to recent experimental ﬁndings.21,36,48 Note that there is also a defect-induced line
width Γ0 = 6.7 meV at zero temperature.
Considering a many-particle Hamilton operator including
exciton−photon and exciton−phonon interaction and evaluating the Heisenberg equation of motion for the photon number
nk, we ﬁnd a coupled set of diﬀerential equations including
phonon- and photon-assisted polarizations. Then, the cluster
expansion scheme49 is used to factorize the many-particle
expectation values disregarding contributions connected to
multiphonon processes.40 The ﬁnal analytic expression for the
σ-polarized photon ﬂux emitted in perpendicular direction with
respect to the monolayer is given by40

∑

(2)

with ΔE kμν, q, j = E kμ+ q − E kν ± ℏΩqj . The excitonic dispersion
E kν is described in an eﬀective mass approximation with a total
exciton mass M = 0.44m0.21 The equation includes absorption
and emission (±) scattering channels involving acoustic and
optical phonons with the mode j. The emission term (+)
includes spontaneous and stimulated processes. The latter is
proportional to the phonon occupation nqj that is given by the
Bose−Einstein distribution within the considered bath
approximation.
The appearing exciton−phonon matrix element
νμj
Gq = ∑k ϕkν *(ϕkμ+ α q gqj , c − ϕkμ− α q gqj , v) is given by the
h

IPL, σ(E) =

∑

|Gqνμj|2 Nqνηj±q

ν , q, j , ±

ℏωOP
35 meV

∓

Ωqα

2

− E) +

(Γ qν )2

yz
zz
zz
zz
{

where ηj±q = 1/2 ± 1/2 + nqj denotes the relevant phonon
occupation factor for absorption/emission and Nqν represents
the exciton occupation corresponding to the Boltzmann
distribution for the considered stationary PL. The ﬁrst term
describes the direct photoluminescence that is often termed
zero-phonon contribution. The second term shows the
phonon-assisted indirect PL and results in the emergence of
phonon sidebands. Evaluating eq 3, we obtain a microscopic
access to the temperature-dependent PL and ﬁnd that the line
width of the exciton transition clearly increases with temperature, while its intensity becomes smaller (cf. Figure 3a). The
zero-phonon line width ranges between ∼5−10 meV at low
temperatures and ∼50 meV at room temperature.
In Figure 3b−d, we decompose the direct PL stemming
from radiative exciton recombination within the light cone (Q
≈ 0) from the indirect contribution to the PL arising from
phonon-assisted exciton recombination from states with a
nonzero center-of-mass momentum. We ﬁnd a clear separation
of the two contributions up to 50 K. At higher temperatures,
the zero-phonon line becomes so broad that the phonon
sideband is only visible as a low-energy shoulder. It becomes
evident in an asymmetrically broadened exciton transition
toward lower energies. The energetic separation of ∼35 meV
between the zero-phonon line and the phonon sideband is
governed by the energy of the involved optical phonons. In
contrast, the weak contribution of phonon absorption leads to
a negligible indirect photoluminescence on the high energy
side of the zero-phonon line.
Optical phonons also govern the broadening of the zerophonon line for temperatures above 100 K, while at lower
temperature acoustic phonons dominate the PL line width, as
will be further discussed later. The overall red-shift toward
lower energies with decreasing temperature stems from a shift
in the relative position of the conduction and valence bands
due to polaronic eﬀects50 as well as the temperature-dependent
contraction of the lattice. This phenomenon is known as the
Varshni shift and can be described with the empirical formula51

Table 2. Values for the Deformation Potentials for Optical
and Acoustic Phonons Are Extracted from the Performed
Measurements of Temperature-Dependent Excitonic Line
Widths in PL Spectra Assuming One Dominant Optical and
Acoustic Phonon Branch
DOP
158 eV/nm

Γ qν
(Eqν

(3)

e

j,λ
Dqj , λ = ±DAC
|q| for acoustic phonon modes. 46,47 The
deformation potential interaction is equivalent to applying
pressure or strain to the system,47 resulting in energy shifts in
opposite direction for conduction and valence bands. These
energy shifts are reﬂected in the coupling strengths gλ (note the
± signs in the deformation potentials deﬁned above), and G is
thus a result of adding the conduction (gc) and valence (gv)
band terms. While the Fröhlich interaction dominates the
electron−phonon interaction, its polar nature results in gc and
gv having the same sign (as the energies shift in the same
direction) and hence a weak exciton−phonon coupling
strength G. First-principles studies are needed to obtain access
to the full phonon dispersion and electron−phonon coupling
elements as well as to thoroughly describe the importance of
deformation potential and Fröhlich interactions. While this is
beyond the scope of this work, we extract the values for
deformation potentials from the experimentally measured
temperature-dependent line width of the 1s exciton assuming
one dominant optical and acoustic phonon branch (cf. Table
2). Note that these are eﬀective modes that can contain several
spectrally close phonon branches. We ﬁnd that the linear
increase of the PL line width at low temperatures can be traced
back to the scattering with acoustic phonons characterized by

cAC
2100 m/s

|ϕ μ(r = 0)|2
2
|Mσ |2 ∑ μ
2
μ
μ 2
ℏ
μ (E0 − E) + (γ0, σ + Γ0 )

ij
j
× jjjjγ0,μσN0μ +
j
k

coupling elements for electrons and holes ge/h sandwiched by
the exciton wave functions ϕkμ of the involved initial and ﬁnal
exciton states with αλ = mλ/M.44,45 The electron−phonon
1/2
i ℏ2 y
coupling reads gqj , λ = Dqj , λjjj 2ρℏω j zzz with a constant deformaq{
k
j,λ
, and with
tion potential for optical phonons, i.e., Dqj , λ = ±DOP

DAC
1.9 eV
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Γ0
6.7 meV

Eg (T ) = Eg (0) −
9977

α1T 2
,
α2 + T

where Eg(0) is the band gap energy at
https://dx.doi.org/10.1021/acs.jpclett.0c02661
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Figure 3. (a) Photoluminescence spectra of 2D perovskites shown at ﬁxed temperatures. (b−d) PL decomposed into contributions stemming from
the zero-phonon line (ZPL, dashed red) and the phonon sideband (dashed black) at three speciﬁc temperatures. (e) Theoretical prediction and (f)
experimental measurement of the temperature- and energy-resolved PL with the phonon sideband appearing at low temperatures (rectangular box).

T = 0 K and α1, α2 are material-speciﬁc constants. The red-shift
is treated phenomenologically in this work, and the materialspeciﬁc constants are ﬁtted to experimental data with Eg(0) =
2.565 eV.
To be able to directly compare the theoretical prediction to
experiment, we have also performed temperature-dependent
PL measurements of the same 2D perovskites. The
experimental PL spectra were collected from a monocrystalline
(PEA)2PbI4 thin sheet (∼100 nm) exfoliated from chemically
synthesized crystals. To provide better stability of the
exfoliated perovskite layer, it was encapsulated by h-BN sheets
(for more details see ref 21). For temperature-dependent PL
measurements, the sample was mounted on the coldﬁnger of a
helium ﬂow cryostat with a quartz optical window. PL was
excited with the frequency-doubled output of a mode-locked
Ti-sapphire laser and tuned to 400 nm. The excitation laser
beam was focused on the sample using a 50× microscope
objective with a numerical aperture of 0.55, giving a spot size
of ∼1 μm diameter. The emitted PL was collected through the
same objective and directed to a spectrometer equipped with a
liquid nitrogen cooled charge-coupled device camera.
Figures 3e and 3f present a comparison of theoretically
predicted and experimentally measured temperature- and
energy-dependent PL spectra. We ﬁnd a good qualitative
agreement in terms of the appearance of the phonon sideband
at the lower energy side of the zero-phonon line (cf. the
rectangular boxes). In both experiment and theory, we ﬁnd a
pronounced phonon sideband appearing at 2.33 eV and staying
clearly visible and distinguishable from the zero-phonon line
for temperatures up to 50 K. Above this temperature the
phonon sideband visible in experiment seems to merge/vanish
with the main peak in contrast to theoretical predictions where
this occurs around 100 K. We expect that this discrepancy can
be related to h-BN encapsulation which might modify the
motion of the inorganic layer and the related phonon mode
with respect to the bulk case .25 Indeed, in the case of the bulk
(PEA)2PbI4 crystals the phonon sideband can be resolved up
to around 100 K .20 This observation may indicate that the
electron−phonon interaction can be substantially modiﬁed in
thin layers of 2D perovskites due to possible residual strain
induced by the organic cation interacting with the encapsulating layer .52 It is also worth to note that in encapsulated layers

the LO phonon energy is slightly lower than in bulk
samples 20,25,36 which also points to the non-negligible impact
of encapsulation.
The spectral broadening of excitonic resonances with
temperature plays an important role for the visibility of
phonon sidebands. Thus, we study the exciton−phonon
scattering channels determining the temperature-dependent
spectral line width of the three energetically lowest excitonic
transitions. The line width is determined on a microscopic
footing within the second-order Born−Markov approximation
resulting in the momentum-dependent scattering rates given in
eq 2. The appearing sum over all phonon modes and momenta
includes all scattering processes that fulﬁll the energy
conservation, that is, E kμ+ q − E kν ± ℏΩqj = 0, where ℏΩqj is
the energy of the phonon with the mode j and momentum q,
while E kν and E kμ+ q are the energies of the initial and ﬁnal
excitonic states. We include absorption (−) and emission (+)
processes with optical and acoustic phonons. Because only the
states within the light cone (i.e., k ≈ 0) contribute to the direct
PL, the line width of the zero-phonon line is determined by the
scattering rate Γ νk ≈ 0 (cf. Figure 1b).
The resulting line widths and their underlying microscopic
scattering channels are displayed in Figure 4. We ﬁnd spectral
line widths of approximately 50, 25, and 15 meV for 1s, 2s, and
3s transitions at room temperature, respectively. In the case of
1s, we show that the scattering with acoustic phonons
dominates the line width up to temperatures of ∼150 K (cf.
the orange shaded region in Figure 4a). We ﬁnd a linear
dependence on temperature reﬂecting the behavior of the
phonon occupations that are described by the Bose−Einstein
distribution. Optical phonons start to be important for
temperatures above 100 K (red region) and become the
main channel governing the line width of 1s from ∼150 K.
Optical phonons are important only at higher temperatures,
since their energy is 35 meV, and thus the phonon occupation
is negligibly small at low temperatures. There is also a
temperature-independent contribution stemming from radiative recombination (gray region, 2.66 meV) that also limits the
lifetime of 1s excitons in the light cone. The oscillator strength
considerably decreases for higher transitions due to more
spatially extended wave functions. Hence, the radiative
9978
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Figure 5. Wave function overlap of the excitonic states involved in
phonon-driven transitions, which determine the spectral line width of
(a) 1s, (b) 2s, and (c) 3s states. The circular (triangular) markers
indicate the momentum at which the scattering can take place via
optical (acoustic) phonons. Here, the energy conservation is fulﬁlled.
Note that the strongest wave function overlap involving the
transitions within the same band have been multiplied by a factor
of 0.5 or 0.3 to be able to better illustrate other scattering channels.

Figure 4. (a−c) Temperature-dependent exciton line width of the
three energetically lowest excitonic transitions (1s, 2s, and 3s)
resolving the contribution of optical and acoustic phonons. (d−f)
Microscopic scattering channels driven by optical phonons for the
considered excitonic transitions.

recombination has only a marginal contribution to their line
widths with 1.9 × 10−1 meV for 2s and 4.9 × 10−2 meV for 3s
(cf. Figure 4b,c). Note that we assume an ideal defect-free
sample by disregarding the constant broadening Γ0 that arises
from scattering with defects and does not have any impact on
the investigated temperature dependence.
The quasi-linear dependence of the line width for higher
states (2s and 3s) is caused by the fact that scattering with
acoustic phonons is the main mechanism limiting the lifetime
of 2s and 3s states at all temperatures. To explain the overall
low importance of optical phonons for higher excitonic states,
we investigate the wave function overlap ∑k , α ϕkν *ϕkμ+ αq of the
involved initial and ﬁnal scattering states that enters in the
exciton−phonon coupling elements. In particular, it is
important to consider the speciﬁc momenta where energy
conservation is fulﬁlled (cf. circular and triangular markers in
Figure 5 denoting these momenta for optical and acoustic
phonons, respectively). We ﬁnd that the only possible
scattering channel fulﬁlling the energy conservation for the
1s exciton is the intraband 1s → 1s scattering with optical and
acoustic phonons, as shown in Figure 4d.
For the higher 2s and 3s states, multiple scattering channels
are possible (cf. Figure 5b,c). Nevertheless, in all three cases it
is the intraband scattering with acoustic phonons that shows
the maximum wave function overlap due to the small
momentum transfer of this transition. To be able to explain
which speciﬁc scattering channel and phonon mode dominate
the line width, it is not always suﬃcient to only consider the
wave function overlap. The exciton−phonon coupling element
is determined by the wave function overlap weighted by the
corresponding deformation potential that is constant for
optical phonons and linear in q for acoustic phonons.
Furthermore, the temperature- and energy-dependent occupation of the involved phonon modes also needs to be
considered since it directly enters the scattering rate (cf. eq
2). The combination of a strong electron−phonon coupling,

large wave function overlap, and a moderate phonon number
results in a very eﬃcient intraband scattering with acoustic
phonons that dominates the line width. The eﬃciency of
scattering with optical phonons decreases for higher states
despite the enhanced number of possible scattering channels
as already seen in transition metal dichalcogenides.45 This can
be traced back to lower excitonic binding energies and thus
more spatially extended excitonic wave functions. Because
scattering with optical phonons provides a higher energy and
momentum exchange than with acoustic phonons, the
scattering strength will be determined by the overlap of two
wave functions with signiﬁcantly diﬀerent momenta. Because
the wave functions of higher excitonic states are more localized
in momentum space, there is only a small overlap of initial and
ﬁnal state wave functions giving rise to a large suppression of
scattering processes with optical phonons.
While acoustic phonons predominantly induce scattering
within an excitonic band, optical phonons can also bridge
larger energy distances between diﬀerent bands. To better
understand these processes, we further decompose the most
important scattering channels with optical phonons in Figure
4d−f. Because for optical phonons the coupling strength and
phonon number do not depend on momentum, the eﬃciency
of a particular scattering channel is only determined by the
wave function overlap. We ﬁnd that the most important
contribution caused by optical phonons corresponds to
emission processes to the energetically lower 1s state (blue
areas in Figure 4e,f). Note that spontaneous emission is much
more likely than stimulated emission at low temperatures,
where the phonon number is very small. Moreover, the fact
that spontaneous emission does not depend on the phonon
number results in the constant line width at low temperatures.
For 2s excitons, the wave function overlap for the optical
phonon absorption processes 2s → 3s and 2s → 3d stands out
9979

https://dx.doi.org/10.1021/acs.jpclett.0c02661
J. Phys. Chem. Lett. 2020, 11, 9975−9982

The Journal of Physical Chemistry Letters

pubs.acs.org/JPCL

Wroclaw University of Science and Technology, Wroclaw,
Poland; orcid.org/0000-0002-4019-6138
Ermin Malic − Department of Physics, Chalmers University of
Technology, Gothenburg 412 96, Sweden

(cf. Figure 5b), which is directly reﬂected in their important
contributions to the optical phonon portion of the line width
in Figure 4e.
The 3s exciton state is close to the continuum allowing
multiple scattering channels driven by emission and absorption
of phonons. The scattering with optical phonons at the 3s state
is dominated by the 3s → 1s transition induced by
spontaneous emission (cf. Figure 4f). Furthermore, because
of the energetic proximity of other states, signiﬁcant wave
function overlap exists for interband acoustic phonon
scattering processes (cf. Figure 5c). However, the small
phonon number at the large momenta involved in these
scattering processes drastically reduces the eﬃciency of these
channels, resulting in an even smaller line width at room
temperature compared to the 1s exciton exhibiting much fewer
scattering channels.
In summary, we have presented a theoretical study
supported by experimental measurements shining light on
excitonic properties of monolayered halide perovskites. On the
basis of a quantum mechanical approach, we have determined
the eigenfunctions and binding energies of the entire Rydberglike series of excitonic states. Furthermore, we have calculated
and measured temperature-dependent photoluminescence
spectra with a particular focus on the emergence of lowenergy phonon sidebands. Finally, we have provided microscopic insights into the exciton−phonon scattering channels
governing the temperature-dependent spectral line width of the
three energetically lowest excitonic transitions. Overall, our
work contributes to a better understanding of the optical
properties of 2D perovskites and can guide future studies in
this growing ﬁeld of research.
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(15) Lü, X.; Yang, W.; Jia, Q.; Xu, H. Pressure-Induced Dramatic
Changes in Organic−Inorganic Halide Perovskites. Chem. Sci. 2017,
8, 6764−6776.
(16) Sun, S.; Fang, Y.; Kieslich, G.; White, T. J.; Cheetham, A. K.
Mechanical Properties of Organic−Inorganic Halide Perovskites,
CH3NH3PbX3 (X = I, Br and Cl), by Nanoindentation. J. Mater.
Chem. A 2015, 3, 18450−18455.
(17) Etgar, L. The Merit of Perovskite’s Dimensionality; Can this
Replace the 3D Halide Perovskite? Energy Environ. Sci. 2018, 11,
234−242.
(18) Milot, R. L.; Sutton, R. J.; Eperon, G. E.; Haghighirad, A. A.;
Martinez Hardigree, J.; Miranda, L.; Snaith, H. J.; Johnston, M. B.;
Herz, L. M. Charge-Carrier Dynamics in 2D Hybrid Metal−Halide
Perovskites. Nano Lett. 2016, 16, 7001−7007.
(19) Yaffe, O.; Chernikov, A.; Norman, Z. M.; Zhong, Y.;
Velauthapillai, A.; van der Zande, A.; Owen, J. S.; Heinz, T. F.
Excitons in Ultrathin Organic-Inorganic Perovskite Crystals. Phys. Rev.
B: Condens. Matter Mater. Phys. 2015, 92, 045414.
(20) Straus, D. B.; Iotov, N.; Gau, M. R.; Zhao, Q.; Carroll, P. J.;
Kagan, C. R. Longer Cations Increase Energetic Disorder in Excitonic
2D Hybrid Perovskites. J. Phys. Chem. Lett. 2019, 10, 1198−1205.
(21) Ziegler, J. D.; Zipfel, J.; Meisinger, B.; Menahem, M.; Zhu, X.;
Taniguchi, T.; Watanabe, K.; Yaffe, O.; Egger, D. A.; Chernikov, A.
Fast and Anomalous Exciton Diffusion in Two-Dimensional Hybrid
Perovskites. Nano Lett. 2020, 20, 6674−6681.
(22) Guo, Z.; Wu, X.; Zhu, T.; Zhu, X.; Huang, L. Electron−Phonon
Scattering in Atomically Thin 2D Perovskites. ACS Nano 2016, 10,
9992−9998.
(23) Ni, L.; Huynh, U.; Cheminal, A.; Thomas, T. H.; Shivanna, R.;
Hinrichsen, T. F.; Ahmad, S.; Sadhanala, A.; Rao, A. Real-Time
Observation of Exciton−Phonon Coupling Dynamics in SelfAssembled Hybrid Perovskite Quantum Wells. ACS Nano 2017, 11,
10834−10843.
(24) Gauthron, K.; Lauret, J-S.; Doyennette, L.; Lanty, G.; Al
Choueiry, A.; Zhang, S. J.; Brehier, A.; Largeau, L.; Mauguin, O.;
Bloch, J.; Deleporte, E. Optical Spectroscopy of Two-Dimensional
Layered (C6H5C2H4-NH3)2-PbI4 Perovskite. Opt. Express 2010, 18,
5912−5919.
(25) Straus, D. B.; Hurtado Parra, S.; Iotov, N.; Gebhardt, J.; Rappe,
A. M.; Subotnik, J. E.; Kikkawa, J. M.; Kagan, C. R. Direct
Observation of Electron−Phonon Coupling and Slow Vibrational
9981

https://dx.doi.org/10.1021/acs.jpclett.0c02661
J. Phys. Chem. Lett. 2020, 11, 9975−9982

The Journal of Physical Chemistry Letters

pubs.acs.org/JPCL

Letter

Lifetime of Higher Excitonic States in Tungsten Diselenide
Monolayers. Nanoscale 2019, 11, 12381−12387.
(46) Kaasbjerg, K.; Thygesen, K. S.; Jacobsen, K. W. PhononLimited Mobility in n-type Single-Layer MoS2 from First Principles.
Phys. Rev. B: Condens. Matter Mater. Phys. 2012, 85, 115317.
(47) Mahan, G. D. Many-Particle Physics; Springer: New York, 2013.
(48) Zhang, Y.; Wang, R.; Li, Y.; Wang, Z.; Hu, S.; Yan, X.; Zhai, Y.;
Zhang, C.; Sheng, C. Optical Properties of Two-Dimensional
Perovskite Films of (C 6 H 5 C2H4NH3) 2 [PbI4] and
(C6H5C2H4NH3) 2 (CH3NH3) 2 [Pb3I10]. J. Phys. Chem. Lett.
2019, 10, 13−19.
(49) Kira, M.; Koch, S. Many-Body Correlations and Excitonic
Effects in Semiconductor Spectroscopy. Prog. Quantum Electron.
2006, 30, 155−296.
(50) Christiansen, D.; Selig, M.; Berghäuser, G.; Schmidt, R.;
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