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Excitons in metal halide perovskite nanoplatelets:
an effective mass description of polaronic,
dielectric and quantum confinement effectsy
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A theoretical model for excitons confined in metal halide perovskite nanoplatelets is presented. The model
accounts for quantum confinement, dielectric confinement, short and long range polaron interactions by
means of effective mass theory, image charges and Haken potentials. We use it to describe the band edge
exciton of MAPbIs structures surrounded by organic ligands. It is shown that the quasi-2D quantum and

dielectric confinement squeezes the exciton radius, and this in turn enhances short-range polaron
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effects as compared to 3D structures. Dielectric screening is then weaker than expected from the static

dielectric constant. This boosts the binding energies and radiative recombination probabilities, which is
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1 Introduction

In the last years, 2D layered hybrid (organic-inorganic) metal
halide perovskites and nanoplatelets (NPLs) have emerged as
a new class of quasi-two-dimensional materials with
outstanding optical (photovoltaic, light-emitting) properties
and improved moisture stability as compared to their 3D
counterparts."™ The optical properties of these objects are
intimately connected with the electronic structure of the band
edge exciton. A large number of experimental and theoretical
studies have investigated how the exciton electronic structure
changes with the thickness and composition of either the
inorganic layers, and those of the organic ligands in between
consecutive layers.”"?* It is now clear that the electronic
structure results from an interplay between the strong quantum
confinement of the inorganic layers (the ligands have large gaps
and hence act as potential barriers) and the strong dielectric
confinement (the ligands have typically small dielectric
constant).

While the separation between quantum and dielectric
confinement effects is difficult by experimental means,
computational simulations allow one to visualize the impact of
each factor,’® thus paving the way towards optimal engineering
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model either Haken or
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a requisite to match experimental data in related systems. The thickness dependence of Coulomb
polarization and self-energy potentials is in fair agreement with sophisticated atomistic models.

of optoelectronic devices based on these materials.”” A similar
scenario has been found in II-VI NPLs. Here, effective mass
models have proved very useful in providing intuitive interpre-
tations of a wide variety of experimental observations. These
include exciton energy and oscillator strength dependence on
the composition and material thickness,**** exciton binding
energies,**?* heterostructure details,**?**** absorption and
emission directionality*® and non-linear optical properties.****
It is naturally desirable to extend effective mass models to
halide perovskite quasi-2D materials. Input parameters such as
effective masses and dielectric constants can be inferred from
atomistic simulations already present in the literature.*® Initial
studies have been already conducted in this direction.***
However, there is a physical factor which has not been consid-
ered to date, and yet it constitutes a differential trait with
respect to II-VI NPLs. Namely, the presence of sizable polaron
effects, with distinct short-range and long-range response.*®

Polaron effects entail non-negligible carrier-phonon
coupling. These are significant in hybrid metal halide perov-
skites because of the softness of the lattice,* the low phonon
energies® > and the high difference between static and high-
frequency dielectric constants in these materials.***> All
these factors lead to Frolich constants (exciton-LO phonon
coupling) up to one order of magnitude greater than in II-VI
materials.** There has been increasing awareness of the
importance of polaron effects not only in 3D bulk hybrid
perovskites,* but also in 2D layered ones. They have been
shown to increase exciton effective masses,*® affect their spin
dynamics,®>** radiative recombination,** binding energy®* and
even lead to self-trapping.*

The softness of the lattice implies large polaron radii (~1
nm). Outside the polaron, the electrical charge is strongly
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screened by its phonon cloud. Inside it, however, the screening
is much weaker. The distance dependence of the charge
screening is a relevant factor in the description of excitons,
since electron and hole polarons are attracted and hence tend to
couple.*®

Because direct inclusion of polaron effects in exciton calcu-
lations is a major challenge, semi-empirical approximations
have been proposed in the literature. One such case is the
Haken potential.** By including the electron and hole polaron
radii - which can be inferred from experiments and atomistic
calculations®* — as a parameter, the electron-hole Coulomb
potential is rewritten as:

1 qz 1 l]2 ea-/le_i_eﬂ'/lh

o r 3 =Vc+ Vy. (1)

The above expression, which is explained in more detail in
the next section, contains a first term (V) describing the stan-
dard Coulomb interaction (with full, static screening) plus
a second term (Vy) which introduces the ionic screening
correction at short distances. The latter mimics the inability of
the lattice to screen the interaction when the electron-hole pair
is very close (below the polaron radius), thus enhancing exci-
tonic interactions. The Haken potential (and similar potentials,
such as the Bajaj** and Pollman-Biittner®” ones) have been
shown to improve the estimates of the exciton binding energy in
3D metal halide perovskites as compared to estimates consid-
ering bare Coulomb potentials, reconciling some controversial
observations in experiments.***°

The goal of this article is to extend the effective mass theory
description of excitons in quasi-2D systems, previously devel-
oped for II-VI NPLs,* for the case of hybrid metal halide
perovskites. This is done by considering not only quantum and
dielectric confinement, but also short- and long-range polaron
screening - through the inclusion of Haken-like potentials — the
technical novelty lies in the conjugation of dielectric confine-
ment and polaronic effects. The former is conveniently
expressed using the image charge method for quantum well-like
structures,®® which has proved valuable in the description of II-
VI NPLs with varying thickness.?**3*3¢4> Such a method was
however posed for Coulomb-law potentials, V. Here we adapt it
to account for the additional Yukawa-like potential present in
eqn (1), V.

We derive image charge expressions for both electron-hole
interaction and for the self-energy corrections. The latter result
from the interactions of carriers with their own image charges.
Self-energy terms, which escape from simple Keldysh potentials
often used to model dielectric confinement,***” are particularly
important for accurate estimates of the excitonic band gap***®
or exciton interactions across the organic barrier separating
inorganic layers.®

Our model is tested for the prototypical case of MAPbI;. We
find remarkable agreement with the self-energy obtained from
ab initio calculations® for NPLs down to a single layer, by
including a single phenomenological parameter related to the
non-abrupt profile of the dielectric constant in the vicinity of
the organic-inorganic interfaces. We also show that polaronic
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interactions have a prominent role in excitons confined in few-
layers metal halide perovskites. This is because the strong
quantum and dielectric confinement squeeze the exciton under
the polaron radius. It is then possible to explain the large
binding energies reported in experiments.

2 Theoretical framework

Within the effective mass formalism, the exciton ground state of
a quasi-2D structure subject to quantum and dielectric
confinement can be obtained from:*

2
P
H=3 (—zmi + 7 V) + Ver + B @)

i=e,h

where e and h indexes stand for electron and hole, p; for the
momentum operator, m; for the effective mass of carrier i and
Egapr for the energy gap between the conduction and the valence
band at the I' point. ¥?°* is the confining potential set by the
band offset between the perovskite layers and the surrounding
ligands. Because the organic character of such ligands prevents
carriers from tunneling,**?! it is convenient to set V?°* = 0 inside
the perovskite domain and ¥?°" = « outside. Vi and v, are
the self-energy and electron-hole Coulomb potentials, which
can be calculated using the image-charge method for quantum
wells® to account for dielectric mismatch effects.

Eqn (2) has been employed on different occasions to study
excitons in II-VI NPLs.**3*3%% ts extension to hybrid halide
perovskite materials, requires including interparticle distance
dependent polaron coupling. This can be done by modifying
vl and Ven With respect to their usual expressions. Below we
describe the procedure to do so.

Neglecting for the time being dielectric mismatch, polaron
coupling effects are efficiently described by the Haken potential,
which in a.u. reads:*

2 2 /1 1 e B 4 e Fnr
poule(y — 47 4 SR 1 T
(1) Exl + r \fw & 2

(3)

q2 qZ e Per + e hnr
&l &¥r 2 '

Here, r is the electron-hole distance, g the fundamental charge,
& the static dielectric constant and ¢, the high frequency

) 1 1 1 .
(optical) one. The term (; - g) = represents ionic
screening of carriers. 8; are the electron and hole polaron radii
inverse: 8; = ™" = (2mwro/h)”?, with hwio the longitudinal
optical phonon frequency.

Eqn (3) can be viewed either as an increase of the electron-
hole interaction by the reduction of the ionic screening of
carriers at short distances (first line) or as if charges embedded
in polar semiconductors had a two-fold interaction: a standard
screened Coulomb (long range) interaction supplemented by
a Yukawa-like (short range) interaction in a medium of effective
dielectric constant ¢* (Vo, = V¢ + V4, second line in the equa-
tion). We adopt the second point of view in this work.

To include dielectric mismatch in V., we rely on the image
charge method. Usual expressions found in the literature are

© 2023 The Author(s). Published by the Royal Society of Chemistry
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obtained from Coulomb interaction terms (V¢).**”® Here we
need to revisit their derivation for the Yukawa-like terms (Vy).
The Yukawa potential is not solution of the Poisson equation,
that accounts for the electromagnetic interactions carried by
massless photons, and that for a point source charge in vacuum
reads (MKS units):

vwe = -Lo), @
with &, the vacuum permittivity and ¥ the electrostatic
potential. Rather, the carriers of the Yukawa interactions have

finite mass. Then, the Poisson equation should be modified by
including a mass (u) term as follows:”

VW Wy = —ga(m )

The integration of eqn (5) yields back the Yukawa potential:

(6)

e
Wy(r) 1

47580 r ’

In a dielectric medium other than the vacuum we should
replace ¢, by a dielectric constant &;, and for a given charge
distribution p we should replace gé(r) by p. All and all, eqn (5)
reads:

SIVZIIIY — 81,uzlpy = —p (7)

In order to determine the interface boundary conditions
between two homogeneous materials with different dielectric
constant, and taking into account the definition of the electric
displacement vector D = —¢V¥y, we can rewrite eqn (7) as V-D
=p — Wy, with u’ = \/eu. Then, we consider a thin, dz height
slab around the interface and integrate this equation,

JV-DdV:deV—u’ZJII'YdV. (8)

By taking into account the continuity of ¥y across the
boundary, we see that as dz — 0 the second integral approaches
zero. If we additionally use the divergence theorem to transform
volumetric integrals into surface ones, we find:

J(D] — D2)~usz = J‘O'dA_)DlL - Dzj_ =0, (9)

with u, a unit vector crossing the interace, A the area of inte-
gration, and ¢ the electric charge density on the interface. The
relevant result here is that the obtained boundary condition of
¥y coincides with the usual one for Coulomb potentials, ¥ .

We can also show that the charge density generated by the
Yukawa field on a dielectrically mismatched interface is similar
to that of the Coulomb one. The potential

1 1g¢q
Wy(r) = = T 10
¥(r) 41eg € re (10)
yields an electric field, Ey = —V¥y. Since V in spherical coor-

dinates reads

© 2023 The Author(s). Published by the Royal Society of Chemistry
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V= g + Lo + ! 4 (11)
T 90" " rsing 0g”
then,
o
EY = —a—Yur
' (12)
Wy . . .
=—— (cos 6 u. + sin 6 cos ¢ u, + sin 0 sin ¢ u,),
and the z-component of the field is:
L4 1 b
E =- cos § = 1* %cos 6. (13)
ar & r

The boundary conditions at the interface between this
medium and a rigid (i.e., non-polaronic) one defined by a static
dielectric constant ¢, are given by eqn (9). Then,

* o o o & — &
e|E.— — ) =e|E.+=—)—>—=2E.-L .
'( 280) 2( 280) £ & +e

Using eqn (13) we get:

1 1=
= q* i f—(:) cos 0,
2w e e+ & 1?

(14)

(15)

with f{r) = (1 + Br)e *". Note that this induced charge density is
identical to that generated by a standard Coulomb potential in
a rigid medium, but replacing 1/ by f{r)/r.

It should be noted that in the limit of zero polaron radius (8
— ), (1 + fr)e ™ = 0. Then, the Yukawa induced charge
density is zero. In any other case, we can replace the effect that
this induced charge produces by the effect of an image charge g;
(located either in the position of the original charge or in its
mirror position, ie., always located in the opposite region to
that on which it acts) of magnitude

.
qe—&
* *

e & te

P =

(16)

which generates a Yukawa potential g; e “"/(47eor) instead of
a Coulomb g;/(47eor) one.

In summary, except that 1/7* must be multiplied by a f{r)
term, the image charges are calculated as in standard rigid
media. Consequently, the potential between electrons and holes
in layered metal halide perovskites (considering dielectric
confinement with interparticle distance-dependent polaronic
contributions) can be obtained by slightly modifying the
expressions provided in ref. 68 for rigid semiconductor
quantum well-like structures. The modified potential reads as
follows (back in a.u.):

0 2 .
Vch — 72 Z q qn.kfn.k(rmrh). (17)
K=C.Y n—w Tn
Here,
2 n 2 12
In = {(fu.e —1pn)" + [ze = (—1)"zn +nL.] } ; (18)

with L, the thickness of the perovskite layers, and
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1 e — ey
Gnk = — )
& €k — &2

(19)

with ¢ = ¢ (the static dielectric constant of the perovskite
material), ey = ¢* (ionic correction of the perovskite), and ¢, the
dielectric constant of the organic ligands. The functions f,  are
given by:

f;r,C(rea rh) = 13 (20)

1 . .
ﬁl‘y(rurh) = 3 (eﬂ@e'n + e‘ﬁh’n). (21)

The self-polarization potentials of electron and hole can be
obtained from eqn (17) by setting r. = ry,, eliminating the n =
0 terms (which represent the interaction of a charge carrier with
itself), and dividing by 2 as corresponds to a self-energy:"

qzq:ukgnk (Zi)

Vself _ s 22
i=e,h k:ZQY11::tl,:EZ....2|Zi — (-1)"z +nL. (22)
where now
gnclz) = 1, (23)
gnx(zi) = g Ailam (1=l (24)

Once eqn (22) and (17) are plugged into Hamiltonian (2), the
exciton ground state is obtained by integrating it with a varia-
tional wavefunction of the form

2

(Fle=rin)

Yy = Nobre % (25)

where N is a normalization factor, while ®. and @;, are the
electron and hole single particle states, which account for
quantum confinement. The exponential term is an in-plane
Slater correlation factor, which captures excitonic interac-
tions. ay, is the effective Bohr radius, which is optimized varia-
tionally by following the computational scheme described in
ref. 72 and 33, including the modified potentials V;, and V5! to
incorporate the Yukawa-type potentials. At this regard, and for
the sake of computational feasibility in the calculation of Ve,
the exponential factor in the Yukawa potential is spanned as
a sum of five Gaussian functions, including five linear and five
non-linear fitting parameters, which are optimized from the
starting set provided in ref. 73.

A Mathematica code to carry out the above described
procedure is provided in the ESIf for free use. The code has
minimal memory requirements and can be executed in ordinary
computers, providing exciton total and binding energies (sub-
meV converged), effective Bohr radius and electron-hole over-
lap integral.

3 Results and discussion

In this section, our model is used to investigate the connection
between polaronic, dielectric confinement and quantum confine-
ment effects in quasi-2D halide perovskite layers. For illustrative
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purposes, we consider MAPbI; (MA = methylammonium). Effec-
tive parameters for this material have been proposed in the liter-
ature: dielectric constants &;; = 22.0 and ¢,, = 5.6, effective
masses m, = 0.19, m;,, = 0.22,”* and phonon frequency 7w o = 16.5
meV,* which yield polaron radii of /. = 1/8 = 0.94 nm and /;, = 1/

» = 1.01 nm. Unless otherwise noted, the low polarizability of the
organic environment is characterized by ¢, = 2.

Fig. 1(a) shows the different material domains of the system
under study. The perovskite layers are modeled as a dielectric
NPL sandwiched by organic barriers, with abrupt (step func-
tion) interfaces. The lateral dimensions of the NPL are fixed at
30 x 30 nm?. That is in the weak confinement (quantum-well
like) regime. The number of layers defining the NPL thick-
ness, ny, is a variable. Each layer is constituted by a single
octahedron (unit cell) with lattice parameter a, = 0.63 nm,*
which add up to give a NPL thickness of L, = n;ao.

Prior to dealing with the numerical simulations for hetero-
structures, it is instructive to get a qualitative view on the Haken
potential in bulk MAPDI;, as it defines the basic mechanism of
carrier-lattice coupling we aim to study. Fig. 1(b) shows the
profile of Vo', given by eqn (3), as a function of the electron-
hole distance, in units of the electron polaron radius /. (blue
line). Coulomb (V, red line) and Yukawa (Vy, green line)
contributions are also included. As can be observed, the Yukawa
term is negligible for e-h separations of the order of 4/, where

bulk =~ yi.. However, at lower e-h distances both contributions
become significant. Eventually, for r = [, Vy becomes more

@

iel, €2
. ba\'(\e 5
: J, 0\'93\'\\0 Sx*
e\, Esv
T<y i d\e\ec“‘c\N
Lo, €
x f rganic pavriel =2

o
o

I <=
w Nk

e-h interaction potential [eV]
o
S

=
o

r/le

Fig. 1 (a) Schematic of the system under study. (b) Haken potential
(blue, solid line) in bulk MAPbls as a function of the electron—hole
distance in units of the polaron radius l.. Coulomb (V, red dashed line)
and Yukawa (Vy, green dashed line) contributions are also included.
Note that these contributions invert their predominance at radii close
to the polaron radius (highlighted by a vertical, dashed line).

© 2023 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3na00592e

Open Access Article. Published on 06 October 2023. Downloaded on 8/1/2025 9:59:40 AM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

important than V.. In short, the smaller the exciton Bohr
radius, the more relevant the Yukawa corrections. Major
changes are expected when it approaches the polaron radius.

3.1 Exciton properties

We shall see next that quantum and dielectric confinement
greatly reduce the exciton radius in layered perovskites with
respect to their bulk value, and this indeed has a pronounced
impact on its properties. Full dots in Fig. 2(a) represent the
calculated exciton Bohr radius ay, (our variational parameter) as
a function of the number of layers n;, conforming the NPL. For
comparison, results excluding dielectric and polaron short
range contributions are also shown in the figure (green trian-
gles; ¢4 is assumed). It is clear from the trend of the triangles
that the exciton radius diminishes with respect to its bulk value
when the NPL becomes thinner. This is because the vertical
quantum confinement reinforces exciton interactions in the
plane.* Yet, the reduction is about 4 times greater in the pres-
ence of dielectric confinement and polaron short range inter-
action (full dots). The overall result is a surprisingly small
exciton Bohr radius, which, for low enough 7, is comparable to
that obtained by considering infinite polaron radii (open
squares in the figure), i.e. as if Ve, = —¢°/(¢ 7). In other words,
in the few-layer limit the exciton becomes immune to the high
ionic polarizability of metal halide perovskites.

Such small Bohr radii are expected to cause a sharp increase
in the radiative recombination rates. The rate is proportional to

® Full calculation
r— | O Zero polaron radius
€ |o Infinite polaron radius (Aa') 4 %‘ 0.6 o (c)
£, | & Quantum confinement £--4 — _
E 4 3 s €,=2.0
=2 A = 0.5
T 8 4 [}
g s R - ;
= o o
% 6 6 I N
s} © 5 03
° 4 : ° . 9 B JEr s
2 o o 202 8o,
S ) I s s ¢ . °
L 2 o - - = o Y
E . ! 5 0.1 C B o
x
w 0.0 LS SN SN S S S S
[
[ ]
51400 (b)] = (d)
2 i =33
8,120 303 €=
E‘loo E’ * @ Haken potential
5 7 [} v Bajaj potential
3 80 o> 0.2 L] > Experimental (Ref.75)
® £
< 60 b . S .
o} [ o
g 40 L 8-- p 0.1 v : 9
IS [} ® ° b =} * v g ’
= % SRR !
O ool 4 4 4 4 & 2 & Moo
0 2 4 6 8 0 2 4 6 8

Number of layers Number of layers

Fig. 2 Thickness dependence of exciton properties in MAPbI3 layers.
(a) Exciton effective Bohr radius. (b) Electron—hole overlap squared. (c)
Exciton binding energy. The organic barriers have ¢, = 2. Results are
depicted for different degrees of approximation in the model. Blue
dots: full calculation. Empty circles: zero polaron radius (Vy = 0, e5; =
22). Squares: infinite polaron radius (Vy = 0, &5; = 5.6). Green triangles:
quantum confinement only (Vy = 0, &, = &g = 22). (d) Exciton binding
energy for organic barriers with ¢, = 3.3. Blue dots: full calculation with
Haken potential (egn (3)). Purple triangles: full calculation with Bajaj
potential (egn (26)). Stars: experimental data for (PEA), (MA),_1Pb,lz,41,
from ref. 75.
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the squared electron-hole overlap function, S.,> =
[{(¥x|6,—0|0)|*, which can be calculated analytically within our
model.®® Fig. 2(b) confirms the rapid increase of S.,> with
decreasing number of perovskite layers. This is consistent with
the experimental observation of reduced photoluminescence
lifetimes as the perovskite NPLs become thinner,”® although
a more direct comparison is hindered by the co-existence of
non-radiative processes. Fig. 2(b) also shows that polaron short
range effects raise S.,” up to three times as compared to the case
of static dielectric constant (¢f. full dots and empty circles). This
suggests that polaron coupling in NPLs enable faster radiative
recombination than in more rigid semiconductors, such as
metal chalcogenide ones.

Dielectric, polaron coupling and quantum confinement
contributions also affect noticeably other exciton properties of
interest, namely its binding energy Ey,. This is shown in Fig. 2(c).
Because the exciton Bohr radius in a strictly 2D system is half
that of the 3D case, and E, = #*/2ua;? (with u the exciton
reduced mass), the relationship EZ° = 4E;" has been often cited
in the literature to summarize the effect of quantum confine-
ment.>*”® A close inspection to the green triangles in Fig. 2(c)
confirms that E}, indeed increases as the perovskite becomes
thinner by action of quantum confinement. However, the scale
of the increase is greatly magnified upon inclusion of dielectric
and polaron short range terms (full dots).

We can disentangle dielectric and polaronic coupling
contributions in the analysis of E;,. The impact of dielectric
confinement can be measured by the difference between green
triangles and open circles in the figure. The former include only
quantum confinement, while the latter add dielectric confine-
ment but no polaron short range effects (static dielectric
constant only). It is clear that dielectric confinement alone
suffices to produce a large effect on Ej, from a 4-fold increase
when n;, = 8 to a 14-fold increase when n;, = 1. This can be
explained as a consequence of the large polarizability of metal
halide perovskites. On the one hand, the large &, constant of
the perovskite makes the bare Coulomb contribution small.
This justifies the small E}, values of the green triangles. On the
other hand, the large &g /¢, ratio implies a large dielectric
contrast with the organic medium, which leads to enhanced
surface polarization charges (or the image charges they project).
These intensify the excitonic interaction, which results in much
larger values of Ey, for the empty circles.

The effect of polaron short range contributions can be
visualized by comparing empty circles and full dots in Fig. 2(c).
They become increasingly noticeable when the number of layers
decreases, because a; becomes comparable to the polaron
radius (recall Fig. 2(a)). For n;, = 1, the enhancement exceeds
a factor of 2 (i.e. 100% increase). It is worth noting too that even
for thin NPLs, the actual E;, we calculate (full dots) have not
reached the values expected in the limit of infinite polaron
radius (squares). This means that relationships of the type
Ep® o« (ew4/e;), which are sometimes taken as reference in the
literature,*® provide an upper bound estimate.

Taken together, it is remarkable that the exciton binding
energies are comparable or greater to those of II-VI semi-
conductor NPLs,*?® despite the large polarizability of

Nanoscale Adv., 2023, 5, 6093-6101 | 6097
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perovskites. For n;, = 3, the joint effect of dielectric and polaron
coupling contributions yields binding energies of the order of
several hundreds of meV, much larger than those expected by
omitting polaronic short range interaction, and in line with
reported experimental and theoretical results.>*?>2%%3

It is worth noting that the Haken potential is prone to over-
estimating binding energies, and phenomenological corrections
may be needed for more quantitative estimates. One such
correction was proposed by Bajaj, who replaced eqn (3) by:*

&s

bulk .y 4
Veh (V) - T o 2

o (26)

where v was set to 3/5 in order to fit the bulk binding energies of
different polar crystals. In Fig. 2(d) we compare Ej, calculated
with either Haken (blue dots) or Bajaj (purple triangles)
potentials. The results are compared with experimental data for
Ruddlesden-Popper perovskite of (PEA)2 (MA), 1Pb,l3,.1,
whose effective mass is similar to that of MAPbI;.”> The
dielectric constant of the organic barrier is set to ¢, = 3.3, as
corresponding to PEA (= phenylethylammonium).?® While the
trends and order of magnitude are the same in all cases, the
Bajaj potential provides a better match with experiments.

For the physics analysis, however, the Bajaj potential has the
handicap of not retrieving the expected limit of Vel — g%/
(er) when the inter-particle distance is much smaller than the
polaron radius (r < [;, with i = e, h). This limitation may be
overcome through the use of the Pollman-Biittner potential,*”
which is also claimed to improve quantitative estimates as
compared to Haken's in bulk MAPbX; perovskites.> Nonethe-
less, the Pollman-Biittner potential includes a short range term
with various unknown material parameters. Also, in addition to
the Coulomb (1/7) and Yukawa (e ~*"/r) terms, it contains a non-
Yukawa function (e #").” This term is likely important in quasi-
2D perovskite materials. The electrostatic boundary conditions
originating from such a term on the dielectric interface may
differ from those presented in this work.

3.2 Self-polarization potential

The exciton properties presented so far are barely affected by the
self-polarization potentials. However, a complete description of
dielectric confinement requires their inclusion. The weak
dielectric screening of the organic barriers enhances not only
the e-h Coulomb interaction (V.y,), but also the interaction of
carriers with their own image charges (V' and V). The two
effects are known to nearly compensate each other in small
crystallites.”””® However, in strongly anisotropic systems such as
colloidal II-VI nanoplatelets, they have been shown to render
sizable global effects on their emission wavelengths or
composite properties.*>* Further evidence in this direction has
been recently obtained in Cs-Pb-Br composites.”” Below we
show that similar effects take place in layered perovskites, and
that our image charge method gives a description consistent
with atomistic (DFT) simulations.

Fig. 3(a) shows the z-cross section of the self-polarization
potential, V¥, calculated from eqn (22) for a 2-layer MAPbI,
system surrounded by air or vacuum (e, = 1). The profile of 1**!f is
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Fig. 3 (a and b) Cross-section of the self-polarization potential along

the strong confinement axis of a two-layer MAPblz quantum well, with
(blue line) and without (red line) the Yukawa correction term. The
external medium has &, = 1: (a) the method of shifted-mirror faces is
not taken into account (6 = 0); (b) 6 = 0.2 nm. (c) Self-polarization
potential at the center of the MAPbIs quantum well structure as
a function of the number of layers. Stars: DFT data from ref. 23. Blue
line: results obtained for 6 = 0.2 nm. Blue-shaded region: results for
6 = 0-0.6 nm. Orange-shaded region: same but disregarding V. (d)
Sum of the electrostatic interaction energies for the system consid-
ered in Fig. 2 as a function of the number of layers in the structure. Full
dots (empty circles) include (exclude) V.

similar with (blue line) and without (red line) polaron interac-
tions. For carriers confined within the NPL, V*°!f acts as a repul-
sive potential, which becomes attractive outside. The effect of
polaronic interactions is to provide a moderate increase of the
repulsions and attractions (notice the shift between lines).

On the dielectric interfaces, the potential yields non-
integrable divergences. This is a well-known limitation of the
image charge method when abrupt dielectric interfaces are
assumed,*® arising from the coincident position of carriers and
their image charge. Several strategies have been proposed to
circumvent this non-physical result.**** All of them rely on the
argument that the notion of dielectric constant loses its
meaning at distances comparable to the interatomic one,
making the abrupt, stepwise dielectric profile model an over-
simplification of the dielectric interface.

One strategy to sort this problem is the so-called method of
the shifted mirror faces.® It consists in introducing a phenom-
enological parameter d, physically related to the thickness of
a finite-width interfacial layer between adjacent materials.
Mathematically, the method simply replaces the n = £1 terms
in eqn (22) with the following:

7q1c GPqiy e Pl n ’q1c
2|2z + L. + 9| 2|2z; 4+ L. + 9| 2|2z; — L. — 9|
2g v e Bil2si—L—0|
+ (27)
202z — L. — 0|
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with ¢ in the range of a few angstroms. Fig. 3(b) displays the
same case as in Fig. 3(a) but employing the method of the
shifted mirror faces with 6 = 0.2 nm. Now, the self-potential is
still discontinuous, yet integrable. It is worth noting that its
value influences V*'f not only at the interfaces, but also
throughout all space. Then, the shift parameter ¢ turns into
a fitting parameter - the only one - of this empirical model.

Because quantum confinement sets the peak of the exciton
charge density in the z = 0 plane of the NPL, the value of the
self-polarization potential on this plane is particularly impor-
tant in determining the exciton energy, and hence the optical
band gap. In Fig. 3(c), V**'f (z = 0) is represented as a function of
the number of perovskite layers. The blue-shaded region
delimits the results obtained by our model for ¢ values ranging
from 0 to 0.6 nm (upper and lower limits, respectively). For
comparison, the results obtained in ref. 23 by means of atom-
istic (DFT) calculations are also included (blue stars). As can be
seen, our model compares very well with the DFT results for
a shift parameter of 6 = 0.2 nm (blue line in the figure). This
agreement not only supports the validity of our model, but it
also highlights the need to account for the non-abrupt character
of dielectric interfaces (i.e. finite 6) in these materials, especially
for small n;, a fact which had been independently pointed out
by DFT calculations."*® It is also worth stressing that the
agreement with atomistic methods cannot be reached without
including short range polaronic (Vy) effects in the model. To
make this point clear, in Fig. 3(c) we also show the self-energy
obtained for the same range of § values, but taking into
account V¢ contributions only (orange-shaded region).

After integrating eqn (2) on the variational function ¥y, the
exciton energy can written as:

Ex = <Econf> + <V::?11f> + <Veh> + Egapr’ (28)
where (Econg) is the quantum confinement energy, (Vi) the
sum of electron and hole self-energy repulsions and (V) the
Coulomb attraction energy. As mentioned before, dielectric
confinement enhances both (V55" and (V.,). We study the
compensation between the two terms in Fig. 3(d), which is
relevant in determining the total exciton energy.

Fig. 3(d) shows the totality of the electrostatic contributions
(V) + (Ven)), versus the number of layers of our MAPbI; NPL. Full
dots (empty circles) are simulations including (excluding) short
range terms. In all instances, the lack of compensation between
self-energy and Coulomb polarization is evident. As a matter of
fact, for thin NPLs (n;, < 2), the energetic destabilization caused by
(V5! is greater than the stabilization caused by (Vey), such that
the sum becomes positive. This means that thin perovskite layers
should experience an electrostatic blueshift in the presence of
dielectric confinement, despite the large exciton binding energy.
Yukawa corrections do not alter this trend qualitatively.

4 Concluding remarks

We have presented a model to describe exciton states in quasi-
2D halide perovskites NPLs. The model can be used to disen-
tangle the roles of quantum confinement (described through
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effective mass theory), dielectric confinement (image charge
method) and polaronic coupling effects (Haken-like potential)
in these materials, which facilitates their rational design to
achieve desired optoelectronic properties.

We have used the model to study layered MAPbI; structures.
The results show that polaron short range effects become
increasingly important as the number of molecular layers in the
NPL decreases. This is because quantum and dielectric
confinement reduce the exciton radius, making it similar to that
of the polaron. It follows that excitons in few-layer structures are
largely insensitive to the ionic polarization of the lattice, their
response being close to that expected from the high frequency
dielectric constant.

All in all, our work paves the way for the use of effective mass
based models in the description of exciton properties of metal
halide perovskite NPLs. Similar to the case of II-VI nanoplatelets,
these can be expected to complement ab initio methods with
computationally affordable, yet intuitive and reliable descriptions
of the optoelectronic properties. Such a possibility can be
particularly helpful in the field of hybrid metal halide perovskite
nanostructures, where atomistic simulations of excitons become
extremely demanding, due to the large unit cells of these mate-
rials, the strong spin-orbit interaction (Pb), lack of translational
symmetry, varying orientation of organic countercations, and the
requirement of accounting for strong e-h correlations (e.g
through Bethe-Salpeter method).>®

Computational codes associated with our model are
provided along with this work (ESIT), and can be readily used to
investigate excitons in perovskite NPLs built of different mate-
rials, by simply providing input bulk effective masses, dielectric
constants and LO phonon frequency, which are often found in
the literature, along with the dimensions of the structure.
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