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ABSTRACT: Two-dimensional (2D) hybrid organic−inorganic perovskites constitute a versatile class of materials applied to a
variety of optoelectronic devices. These materials are composed of alternating layers of inorganic lead halide octahedra and organic
ammonium cations. Most perovskite research studies so far have focused on organic sublattices based on phenethylammonium and
alkylammonium cations, which are packed by van der Waals cohesive forces. Here, we report a more complex organic sublattice
containing benzotriazole-based ammonium cations packed through interdigitated π−π stacking and hydrogen bonding. Single
crystals and thin films of four perovskite derivatives are studied in depth with optical spectroscopy and X-ray diffraction, supported
by density-functional theory calculations. We quantify the lattice stabilization of interdigitation, dipole−dipole interactions, and
inter- as well as intramolecular hydrogen bonding. Furthermore, we investigate the driving force behind interdigitation by defining a
steric occupancy factor σ and tuning the composition of the organic and inorganic sublattice. We relate the phenomenon of
interdigitation to the available lattice space and to weakened hydrogen bonding to the inorganic octahedra. Finally, we find that the
stabilizing interactions in the organic sublattice slightly improve the thermal stability of the perovskite. This work sheds light on the
design rules and structure−property relationships of 2D layered hybrid perovskites.

1. INTRODUCTION
Extensive research in the past decade has shown that solar cells
based on hybrid organic−inorganic perovskites (HOIPs)
might become a cornerstone in the future global energy
economy.1,2 Although three-dimensional (3D) HOIPs have
been receiving a lot of attention, also their two-dimensional
(2D) counterparts generate growing interest.3−5 3D and 2D
HOIPs are based on the same metal halide salts but differ in
the type of organic ammonium cations that are employed.
Small organic cations such as methylammonium and
formamidinium fit well in the cuboctahedral cavities, not
interrupting the corner-shared connectivity of the metal halide
octahedra in the perovskite motif. Above a certain size
threshold, however, larger cations induce a separate self-
assembly of alternating arrays of organic cations and inorganic
sheets.6,7 This alternative stacking results in distinct optoelec-

tronic properties and potential applications for 2D HOIPs
compared to their 3D analogues. Whereas the latter compete
with the best contenders in solar cell8 and photodetector9,10

research, the former have favorable optoelectronic properties
to produce performant light-emitting diodes (LEDs),11,12

lasers,13 transistors,14 and passivating layers in perovskite-
based solar cells.3,15

In these applications, hybrid perovskites are often applied as
thin films. However, research into perovskite single crystals is
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also of high relevance since it can consolidate observations
made for thin films whose polycrystalline nature generally
complicates the determination of intrinsic material properties.
Despite the rapid progress in research on single crystals of 3D
HOIPs,16,17 the amount of studies related to single crystals of
2D HOIPs remains comparatively limited, with the notable
exception of 2D HOIPs containing phenethylammonium- and
alkylammonium-based cations.18−20 However, recent reports
have shown that extended aromatic systems can improve the
efficiency and/or stability in thin-film devices.21 For example,
carefully designed organic cations based on carbazole,22−25

pyrene,26 oligothiophene,27−29 or benzothienobenzothio-
phene30 have resulted in perovskite thin films with specific
optoelectronic properties, such as improved charge carrier
mobility23,26,28 and lifetime.23,24 Moreover, our research
group31−33 and others34 have demonstrated the self-assembly
of organic charge−transfer complexes into the organic layers of
perovskite films by intercalating an acceptor chromophore into
an organic layer containing electron donating organic cations,
resulting in long-lived charge carriers31 and a reduced exciton
binding energy.34 2D HOIP single-crystal research with
tailored aromatic moieties can therefore catalyze studies to
ultimately maximize the figures of merit of various optoelec-
tronic devices. However, for this to happen, it is crucial to gain
insights into structure−property relationships and design rules
of these advanced 2D HOIPs, which feature various non-
covalent interactions.

Here, we provide an in-depth characterization of the atomic
structures of thin films and single crystals of four benzotriazole-
based 2D HOIPs. Recent work by some of the authors
demonstrated that these 2D HOIPs can successfully be applied
as interlayers in formamidinium lead iodide solar cells,
improving the power conversion efficiency from 20% to nearly
22%.35 Single-crystal analysis revealed that benzotriazole-based
organic layers in lead(II) iodide lattices show interdigitation,
reducing the thickness of the organic layer and leading to
unusually dense aromatic packing. Moreover, 2D layered
benzotriazole perovskites contain hydrogen bonds�both
inter- and intramolecular�within the organic layers. Due to
this hydrogen bonding pattern in the organic layer for the
lead(ii) iodide perovskites, a negative penetration depth for the
ammonium headgroup into the inorganic framework is
obtained. This negative penetration depth is accompanied by
a very small degree of octahedral tilting in the inorganic
framework. Through theoretical density-functional theory
(DFT) modeling, we elucidate these phenomena, disentan-
gling the contributions from the various non-covalent
interactions. In addition, we introduce an occupancy factor,
σ, which may serve as a numerical descriptor to predict and
rationalize the potential incorporation of bulky spacers and
their packing in 2D halide perovskite lattices. It is shown that
hydrogen bonds strengthen the interactions within the organic
layers, ultimately templating inorganic layer crystallization and
slightly enhancing thermal stability with respect to a literature
reference 2D halide perovskite. This work improves the
understanding of the complex interplay between lattice strain,
non-covalent interactions, and thermal properties of 2D
layered perovskites.

2. EXPERIMENTAL SECTION
2.1. Synthesis of Organic Cations. Detailed synthesis

procedures are outlined and are illustrated in the Supporting
Information.

2.2. Thin-Film Deposition. Precursor solutions for thin-film
synthesis were prepared by dissolving stoichiometric amounts of the
corresponding lead halide and organic halide in a mixture of dry N,N-
dimethylformamide (DMF) and dry N,N-dimethylacetamide
(DMAc). The amounts are included in the Supporting Information.
The precursor elements were dissolved together at 50 °C and the
resulting solutions were filtered through a syringe filter (0.2 μm pore
size). The precursor solutions were spin coated on top of quartz
substrates, which had been sonicated in dimethyl sulfoxide, deionized
water, acetone, and isopropanol (15 min each) and had been treated
by UV/ozone for 15 min prior to deposition. Spin coating and
subsequent hot plate annealing were performed inside a nitrogen-
filled glovebox (<1 ppm of O2, <1 ppm of H2O). Reference thin-films
containing only the organic halide were spin-coated by omitting the
lead halide in the precursor and by drying the films on a hot plate at
80 °C after spin coating. The perovskite thin films and the reference
films were stored inside a nitrogen-filled glovebox and were removed
only for analysis.
2.3. Single Crystal Growth. Perovskite single crystals were

grown following the solvent conversion-induced crystallization
method reported by Fateev et al.36 Stoichiometric amounts of the
organic halide and lead halide were dissolved in a mixture of
propylene carbonate (PC), water, and HBr or HI (48% respectively
57% in water). HI was extracted three times with a 9:1 (v/v) mixture
of chloroform and tri-n-butyl phosphate before use. Lead bromide-
based mixtures were stirred at 40 °C and lead iodide-based mixtures
were stirred at 50 °C until a clear solution was obtained. The
solutions were then filtered through a syringe filter into a base-bath
cleaned glass vial and were heated to their crystallization temperature.
The lid of the vial was perforated with a needle to enable CO2 to
escape during the solvent degradation process. The exact precursor
concentration, solvent mixture, and crystallization temperature used
for each perovskite are summarized in the Supporting Information.
(BTa)2PbBr4 and (F2BTa)2PbBr4 crystallized as colorless platelets (37
and 24% yield, respectively); (BTa)2PbI4 and (F2BTa)2PbI4 crystal-
lized as orange needles (55 and 64% yield, respectively). Single-
crystals of the BTaBr, BTaI, and F2BTaI halide salts were grown
through recrystallization from isopropanol.
2.4. Characterization. UV−vis−NIR absorption spectra were

recorded on a Cary 5000 UV−vis−NIR spectrophotometer from
Agilent Technologies. A cleaned quartz substrate was used as the
calibration background. Photoluminescence (PL) emission spectra
were recorded on a Horiba-Jobin Yvon Fluorolog-3 spectrofluor-
ometer equipped with double-grating excitation and emission
monochromators and a 450 W Xe lamp as a light source. The
samples were excited at either 300 or 430 nm, which is specified in the
relevant figure captions. X-ray diffraction (XRD) measurements were
measured at ambient temperature and pressure on a Bruker D8
Discover diffractometer with CuKα radiation. X-ray intensity data of
single crystals were collected at 100 K on a Rigaku Oxford Diffraction
Supernova Dual Source (Cu at zero) diffractometer equipped with an
Atlas CCD detector using ω scans and CuKα (λ = 1.54184 Å)
radiation. Data processing is outlined in the Supporting Information.
In situ XRD measurements were carried out on a Bruker D8 Discover
XRD system equipped with a Cu X-ray source (λ = 1.5406 Å) and a
linear X-ray detector. The samples were placed on a sample heating
stage inside a closed annealing chamber. The XRD measurements
were carried out under a N2 atmosphere with a continuous nitrogen
flow rate of 500 sccm at atmospheric pressure. Samples were heated
via a stepwise temperature profile from RT up to 290 °C in steps of 5
°C. The temperature was measured with a K-type thermocouple.
Every 5 °C, the temperature was stabilized for several seconds before
an XRD scan from 2θ = 3 to 35° was taken at that specific
temperature.
2.5. Computational Details. Computational details can be found

in the Supporting Information.
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3. RESULTS AND DISCUSSION
3.1. Synthesis and Structural Characterization of

Benzotriazole Salts, Perovskite Thin Films, and Perov-
skite Single Crystals. In a previous study,35 we have reported
four benzotriazole-based ammonium salts, synthesized through
a three-step reaction pathway comprising core formation,
alkylation, and salt formation (Figure 1a and Scheme S1). This
reaction sequence is designed to widen derivatization and
extend the possibilities related to molecular design. Besides the
pristine benzotriazole-based bromide salt (BTaBr) and iodide
salt (BTaI), their respective difluorinated derivatives F2BTaBr
and F2BTaI were also successfully obtained. Furthermore, to
address the potential structural role of the spacer length, we
also synthesized a derivative with a three-carbon spacer
attached to the benzotriazole core to compare it with the
two-carbon spacer (vide infra). Finally, another advantage of
the chosen reaction sequence is that it incorporates the
synthesis of tert-butyloxycarbonyl (Boc)-protected amines,
which are generally easier to handle and purify than their

unprotected amine counterparts. Therefore, this three-step
pathway can efficiently generate various benzotriazole-based
ammonium salts.

The four benzotriazole-based ammonium salts BTaBr,
F2BTaBr, BTaI, and F2BTaI were subsequently incorporated
into 2D layered perovskite single crystals and thin films. Thin
films were deposited through spin coating precursor solutions
of the corresponding ammonium salt and lead(II) halide salt in
a 2:1 molar ratio, followed by hot plate annealing (see the
Supporting Information). The XRD patterns of these thin films
are depicted in Figure 1b. The corresponding UV−vis
absorption and photoluminescence (PL) emission spectra are
reported in Figure S1. The XRD patterns show the typical
(00l) reflections with l = 2, 4, 6... characteristic for 2D HOIP
thin films with preferential growth of the inorganic sheets
parallel to the substrate.37 Interestingly, the first-order
reflection of the iodide perovskites appears at a markedly
higher angle than that of the first-order reflection of the
bromide perovskites. Through Bragg’s law, the calculated
interplanar distance (d00l) amounts to 18.4 and 18.7 Å for

Figure 1. (a) Chemical structures of four benzotriazole-based ammonium salts and (b) thin-film XRD patterns of their corresponding lead(II)
halide perovskites, displaying the characteristic (00l) reflections with l = 2, 4, 6... (c−f) Single-crystal X-ray structures of these perovskites, including
a detailed conformation of the organic cations. Element color coding: gray (carbon), white (hydrogen), blue (nitrogen), yellow (fluorine), black
(lead), brown (bromine), and purple (iodine).
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(BTa)2PbBr4 and (F2BTa)2PbBr4, respectively, whereas the
interplanar distance amounts to only 14.9 and 15.0 Å for
(BTa)2PbI4 and (F2BTa)2PbI4, respectively. This significant
interplanar shrinkage of 3.5 and 3.7 Å when replacing bromide
by iodide is rather large compared to the literature.37,38 For
example, a similar halide substitution in widely investigated
phenylethylammonium- and butylammonium-based perov-
skites leads to a compression of the interlayer distance of
only 1.1 and 0.7 Å, respectively.18,37,39 The corresponding
crystal structures, determined via single-crystal XRD, are
depicted in Figure 1c−f, of which the simulated powder
XRD patterns show the same trend as the corresponding thin-
film XRD patterns (Figure S2). The detailed procedure for
single-crystal synthesis and characterization is reported in the
Supporting Information. The interplanar shrinkage is explained
by the peculiar packing of the benzotriazole cations in the
iodide perovskites depicted in Figure 1d,f. Here, the aromatic
cations anchored to adjacent inorganic layers interdigitate and
form π−π conjugated stacks along the crystallographic c axis
(Figure S3). The concept of interdigitation is defined in Figure
S4 and indicates that the two molecular stacks, of which each
organic bilayer is composed, slide into each other like two
hands with fingers intertwined. In contrast, the aromatic planes
in the bromide perovskites do not interdigitate and form a
more traditional bilayer of organic cations. This bilayer
stacking is typical for state-of-the-art 2D HOIPs containing
monoammonium organic cations, featuring a van der Waals
gap with cohesive non-covalent forces. We anticipate that the
interdigitated stacking results in stronger intermolecular
interactions in the organic sublattice compared to classical
2D HOIPs with van der Waals gaps.

Interdigitating organic bilayers have been described in the
literature for extended alkylammonium cations in 2D lead
iodide-based lattices, while bromide-based lattices have not
been studied in this context yet.18,40 In these alkylammonium-
based 2D HOIPs, only cohesive van der Waals forces act on
the organic cations. It has been demonstrated that, if these
alkyl tails become long enough, the organic layers are strongly
held together, templating the crystal structure of the inorganic
component.41 However, the phenomenon of interdigitation
has, to the best of our knowledge, not yet been observed in 2D
HOIPs with aromatic organic cations.26,37,38,42−44 Most
noteworthy, the incorporation of benzotriazole-based organic
spacers, as proposed here, greatly extends the range of non-
covalent interactions from only van der Waals forces to

aromatic π−π interactions, dipole−dipole interactions, and
hydrogen bonds. Since the occurrence of interdigitation in the
organic layers of these benzotriazole perovskites can be tuned
by the halide, this class of materials presents an ideal test bench
to study in detail which of these forces drive interdigitation.

The single-crystal structures highlight the formation of
hydrogen bonds in the organic sublattice for all four perovskite
structures. In each benzotriazole cation, the ammonium
headgroup points back to one of the nitrogen atoms of its
own aromatic core, which acts as a hydrogen bond acceptor.
This intramolecular hydrogen bonding gives rise to a seldomly
encountered negative penetration depth in the iodide perov-
skites, whereby the ammonium group points out of the
inorganic sheet.37,45 So far, this has only been observed for 2D
HOIPs featuring 2-haloalkylammonium cations, in which the
ammonium headgroup forms a hydrogen bond with the halide
substituent.46−48 This negative penetration depth is accom-
panied by a very small octahedral tilting in the inorganic
framework, which is in line with previous studies.37,46 More
specifically, the in-plane deviation from linearity of the Pb−I−
Pb angle amounts to 6.6 and 4.7° for (BTa)2PbI4 and
(F2BTa)2PbI4, respectively, and the out-of-plane distortion is
zero for both (Figure S5). In addition to intramolecular
hydrogen bonding, (F2BTa)2PbI4 (Figure 1f) also displays
intermolecular hydrogen bonding. More specifically, the
ammonium head groups here also interact with the two
fluorine atoms of the neighboring molecule. This results in the
occurrence of four non-covalent interactions within the organic
layers in this compound: aromatic π−π stacking, dipole−dipole
interactions, and intra- as well as intermolecular hydrogen
bonding. It is expected that the balance between these
interactions is responsible for the occurrence of interdigitation
in the organic layer.
3.2. First-Principles Calculations of Intra- and

Intermolecular Interactions. With the aim to understand
the interplay between non-covalent interactions in the lattice,
the size constraints imposed by the lead-halide framework, and
the observed interdigitation, we resorted to DFT electronic
structure calculations.

First, we estimated the intramolecular hydrogen bond
strength in (BTa)2PbI4 to be 14.2 kcal mol−1 through a rigid
scan of the torsion angle of the ammonium group with respect
to the aromatic core (Figure S6), performed at the B3LYP-D3/
cc-pVTZ level of theory. This value is at the upper edge of
what is expected for a hydrogen bond, likely because it involves

Figure 2. Most compact organic dimers extracted from the X-ray structures of (a) (BTa)2PbBr4, (b) (F2BTa)2PbBr4, (c) (BTa)2PbI4, and (d)
(F2BTa)2PbI4 together with the corresponding interaction energies. The ammonium groups were substituted by amine groups to ensure charge
neutrality.
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a positively charged hydrogen bond donor. Actually, the
intramolecular hydrogen bond strength in the non-charged
benzotriazole amine unit is 4.0 kcal mol−1 (Figure S6). The
intramolecular hydrogen bonds in the other derivatives in
Figure 1c−f are expected to be similar in strength since the
benzotriazole cation geometry in the four perovskite lattices is
also similar.

Next, we estimated the interaction energy in the closest pairs
of BTa molecules and F2BTa molecules in their respective 2D
HOIP single-crystal lattice (Figure 2). The interaction energy
of a pair is defined as the total energy difference between the
non-charged amine dimer and its two isolated composing
molecules, all with the same geometry as in the crystal lattice.
We opted for non-charged amine dimers to exclude Coulombic
repulsion from the calculations. The resulting interaction
energy amounts to −6.4 (−12.1) kcal mol−1 for the BTa
(F2BTa) dimer in the PbI2-based lattice and reduces to −3.6
(−4.6) kcal mol−1 in the PbBr2-based lattice. The interaction
energy is the largest in (F2BTa)2PbI4, with four intermolecular
H···F hydrogen bonds contributing an energy stabilization of
5.7 kcal mol−1 compared to that in (BTa)2PbI4, which does not
feature such hydrogen bonds. Thus, we estimate a single
intermolecular hydrogen bond strength of about 1.4 kcal mol−1

in the F2BTa dimer. This value is smaller than in other
hydrogen-bond driven crystals or molecular stacks, which is in
accordance with the relatively large N−H···F distances of 2.47
and 2.72 Å.49−51

We then analyzed the aromatic π−π and dipole−dipole
contributions to the interaction energies in the iodide
perovskites (Figure 1e,f). For this purpose, we substituted
the alkylammonium tails with hydrogen atoms and performed
a 2D scan of the interaction energy by slipping one of the BTa
(F2BTa) cores in the molecular plane while keeping the
interplanar distance to its equilibrium value. The heatmaps in
Figure S7 show that the arrangement found in the perovskite
crystal structure corresponds to the largest interaction energy
(most stable arrangement), both for BTa and F2BTa. Figure S7
also suggests that a displacement of (−3 Å, 2 Å) along the (x,
y) axis leads to a repulsive interaction in the F2BTa dimer,
while this is not the case for the BTa dimer. From Figure S7,
similar contributions are calculated in the BTa and F2BTa
dimer (−6.0 and −6.4 kcal mol−1, respectively), which stem
from π−π and dipole−dipole interactions. Notably, this
interaction energy, which excludes the hydrogen bond
component, is nearly the same in the BTa and the F2BTa
dimer, in spite of the substantially larger dipole moment of the
latter (0.75 and 3.22 D, respectively). This suggests that
dipole−dipole interactions are not dominant in the present
case, likely because of the short distance between the aromatic
planes. We close this analysis stressing the much smaller
intermolecular interaction energies in the bromide perovskites
(−3.6 kcal mol−1 for BTa and −4.6 kcal mol−1 for F2BTa). In
this case, the larger distance between the aromatic cores and
their relative orientation precludes the formation of effective
intermolecular hydrogen bonds and π−π interactions (Figure
2). Note again that the interaction energies in the F2BTa pairs
are larger than those in the corresponding BTa pairs.

We now move to clarify why the interdigitated packing of
the organic aromatic planes occurs only in the iodide
perovskites. The simplest explanation is related to steric
effects, i.e., the fact that the larger Pb−I lattice provides
sufficient space for interdigitation, while the smaller Pb−Br
lattice does not. Figure 3 compares the 2D perovskite

framework of (F2BTa)2PbBr4 and (F2BTa)2PbI4, highlighting
a 20% increase in the surface that hosts the organic cation on
going from a bromide to an iodide lattice. Notice also that, as
already mentioned earlier, the iodide lattice features almost
zero octahedral tilting (Pb−I−Pb angles of 175.3 and 177.9°,
Figure S5), hence maximizing the surface area of the
octahedral cavity. Octahedral tilting in 2D HOIPs is a well-
known mechanism for the release of mechanical stress
associated with lattice strain between the inorganic frame
and the spacer.52 Inspired by the ionic fill factor proposed by
Sato and co-workers,53 we further defined a Goldschmidt-like
occupancy factor for 2D-layered perovskites. More specifically,
we estimated the volume available to host the organic cation
starting from the surface available per Pb atom in Figure 3 and
from the height of the organic cation (Figure S8).
Subsequently, we divided this volume by the volume of the
organic cation (Figure S8). The resulting occupancy factors of
σ amount to 2.03 and 1.42 cations per Pb atom for
(F2BTa)2PbI4 and (F2BTa)2PbBr4, respectively. Though
approximate, this simple calculation clearly indicates that the
iodide-based lattice presents sufficient space to accommodate
two benzotriazole units, hence allowing interdigitation, while
this is not the case for the bromide lattice.

We complement this steric argument with an energetic one.
Starting from the experimental single-crystal structures, we
designed alternative crystal models in which (F2BTa)2PbBr4
presents the same interdigitated packing as (F2BTa)2PbI4, and
vice versa. We then optimized these periodic structures using
plane-wave simulations along with the van der Waals corrected
vdw-df2 functional including non-local dispersion correc-
tions.54,55 The resulting structures are illustrated in Figure
S9. After optimization, the native structures were found to be
more stable than the alternative structures by 0.6 kcal mol−1

per chemical unit for (F2BTa)2PbI4 and by 9.11 kcal mol−1 per
chemical unit for (F2BTa)2PbBr4. Interestingly, the energy
penalty for the iodide perovskite to adopt a non-interdigitated
packing, such as the one encountered in the bromide
perovskite, is only moderate. In contrast, the energy penalty
estimated for the bromide perovskite to adopt the
interdigitated perovskite packing of the iodide perovskite
amounts to almost 15 times the kBT at room temperature. This
finding harmonizes with the occupancy factor argument
developed above.

We complete the analysis of organic cation packing in
benzotriazole perovskites by estimating the energy (Eint)
needed to separate two consecutive inorganic layers, along
with their anchored benzotriazole cations, by 100 Å (Figure
S10). We estimated Eint for the native and hypothetical

Figure 3. Top view of the inorganic lattice of (a) (F2BTa)2PbBr4 and
(b) (F2BTa)2PbI4. The shadowed zones display the measured
transversal area.
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alternative crystal structures of (F2BTa)2PbI4 and
(F2BTa)2PbBr4. Table 1 displays the estimated interaction

energies and shows that both non-interdigitated packings, i.e.,
the native packing of the bromide perovskite and the
alternative packing of the iodide perovskite, present a similar
interaction energy of about 0.70 kcal mol−1 per chemical unit.
This is expected since the interaction energy of two adjacent
organic layers mainly arises from the Van de Waals gap in
between them, which mainly depends on the organic cations
and not on the halides. On the other hand, the computed
interaction energy amounts to 1.85 kcal mol−1 in the
interdigitated packing of the iodide perovskite, but only to
0.08 kcal mol−1 per chemical unit in the interdigitated packing
of the bromide perovskite. Hence, interdigitation stabilizes
(F2BTa)2PbI4 with respect to its hypothetical non-interdigi-
tated packing (ΔE = −1.1 kcal mol−1). Instead, interdigitation
is detrimental to (F2BTa)2PbBr4 and leads to a significant
increase of the interaction energy between the organic layers
(ΔE = +0.60 kcal mol−1), which adversely affects the crystal
cohesion energy.56

3.3. Derivatives of Benzotriazole Perovskites. Having
established and quantified interdigitation, hydrogen bonding,
π−π interactions, and dipole−dipole interactions in the four
benzotriazole perovskites from Figure 1c−f, we proceeded by
altering the composition of this class of perovskites to fully
grasp the fundamental driving force behind interdigitation in
benzotriazole perovskites. To accomplish this, we investigated
three derived systems: (i) mixed-halide thin films in which
iodide is gradually substituted by bromide, to elaborate on the
effect of lattice strain on interdigitation through halide
substitution; (ii) PbI2-based thin films containing a benzo-
triazole-based ammonium salt with a three-carbon alkyl spacer

instead of a two-carbon one, which we hypothesized would
disfavor intramolecular hydrogen bonding; and (iii) single
crystals of the organic ammonium salts outside a perovskite
lattice, so without the presence of lead(II) halides in order to
compare the packing of the organic cations inside and outside
the inorganic lattice.
3.3.1. Mixed-Halide Thin Films. In the previous section, we

established that a certain minimum lattice space is required to
provide the organic cations with the molecular degrees of
freedom required to interdigitate. To study this phenomenon
in further detail, mixed-halide perovskites were deposited.
Stoichiometric precursor solutions of benzotriazole-based
mixed halide perovskites were spin-coated and annealed at
an optimal temperature of 125 °C, which is between the
annealing temperature of pure iodide thin films (120 °C) and
pure bromide thin films (130 °C). The XRD patterns of these
mixed halide perovskites are depicted in Figure 4a; the
corresponding UV−vis absorption spectra are given in Figure
S11. The XRD patterns show that, at least until 30% mixing,
bromide can substitute iodide in (BTa)2PbI4 while preserving
interdigitation, as can also be seen from the interplanar
distance d00l (Figure 4b). In a similar way, iodide can partially
substitute for bromide in (BTa)2PbBr4 without causing
interdigitation. In the corresponding absorption spectra, the
excitonic peak of the pure bromide film gradually shifts from
395 to 408 nm as iodide gets incorporated. Likewise, the
excitonic peak of the pure iodide film gradually shifts from 523
to 497 nm upon bromide incorporation (Figure S12). Beyond
these final peak wavelengths, phase separation occurs, which is
also apparent in the XRD pattern of (BTa)2Pb(Br0.5I0.5)4 in
Figure 4a. This means that no intermediate structure exists: the
benzotriazole molecules pack either in an interdigitated layer
motif or in a classical bilayer one. If the halide mix in the
precursor does not match with the lattice requirements to form
an interdigitated packing only nor with a bilayer packing only,
a mixture of both phases will be formed. This is in contrast
with some examples in the literature, where mixed-halide 2D
perovskite systems exist that are miscible at all halide ratios
(Figure S12).38 It, again, indicates that interdigitation stabilizes
the perovskite lattice: if too many bromide anions are present
in the iodide precursor, an iodide-rich phase with interdigita-
tion in the organic layer perseveres to exist and the remaining

Table 1. Interaction Energy (Eint) in kcal mol−1 per
Chemical Unit Estimated for the Interdigitated and Non-
Interdigitated Packings of (F2BTa)2PbI4 and
(F2BTa)2PbBr4 in Figure S10

Eint (kcal mol−1) (F2BTa)2PbBr4 (F2BTa)2PbI4

Interdigitated packing 0.08 1.85
Non-interdigitated packing 0.68 0.75

Figure 4. (a) Thin-film XRD patterns of mixed halide perovskites featuring the BTa cation. All films were annealed at 125 °C. (b) Shift of the
interplanar distance as a function of the iodide content. The interplanar distance was derived from the first-order reflection of the corresponding
XRD patterns through Bragg’s law. The dotted lines are guides to the eye.
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bromide-rich precursor part forms a separate non-interdigi-
tated phase.
3.3.2. Perovskite Thin Films Containing a Benzotriazole

Derivative with a Three-Carbon Alkyl Spacer. We synthe-
sized a benzotriazole derivative with a three-carbon spacer
(Figure 5) through the same synthesis route that yielded the

other four ammonium salts in Figure 1a. We hypothesized that,
by increasing the spacer length from two to three carbons,
intramolecular hydrogen bonding in the organic cation should
be discouraged in favor of hydrogen bonding to the inorganic
lattice, as a six-membered ring configuration would have to be
substituted by a less favorable seven-membered ring
configuration to accommodate the intramolecular hydrogen
bond (Figure S13).57,58 To verify this hypothesis, we spin-
coated stoichiometric precursor solutions containing this
modified benzotriazole cation and lead(II) iodide, followed
by hot plate annealing. UV−vis absorption and PL emission
spectra are included in Figure S14, in which the hot plate
annealing temperature was varied to observe potential changes
in the crystal phase as a function of temperature. The excitonic
absorption and emission peak appear in the wavelength region
of 490 nm for all relevant temperatures (100 °C until 140 °C),
indicating that this modified benzotriazole cation also forms a

2D perovskite. With a peak value of ∼490 nm, the excitonic
absorption peak for this 2D perovskite is located at a notably
lower wavelength value than the excitonic absorption peak of
(BTa)2PbI4 (523 nm) and (F2BTa)2PbI4 (527 nm) (Figure
S1). Given the known relationship between octahedral tilting
and excitonic peak value,59 this shift to a lower wavelength
implies that the octahedral tilting is significantly larger in this
perovskite. A higher degree of octahedral tilting likely stems
from a deeper penetration of the ammonium headgroup into
the inorganic plane, which points to stronger hydrogen
bonding of the ammonium group to the inorganic lattice.37

This tentatively confirms our hypothesis that intramolecular
hydrogen bonding should become weaker due to the extension
of the spacer from two to three carbons.

Additionally, Figure 5 shows an XRD measurement with in
situ heating from 110 to 160 °C, performed on a film which
was preannealed at 110 °C to form the 2D perovskite phase
and which was subsequently cooled to ambient temperature.
Strikingly, a phase transition is observed, which also appears in
an experiment with varied annealing temperature on a hot
plate (Figure S15). Whereas the first-order reflection appears
at 5.8° 2θ at 110 °C in Figure 5, this phase has completely
disappeared at 160 °C, and a new phase with a first-order
reflection at 4.6° 2θ appears instead, together with a small
reflection corresponding to an impurity phase at 6.7° 2θ.
Through Bragg’s law, these reflections translate into an
interplanar distance of 15.2 Å for the low-temperature phase
and 19.4 Å for the high-temperature phase. The great similarity
with the XRD patterns in Figures 1b and 4a strongly suggests
that the low-temperature phase contains an interdigitated
organic layer and that the high-temperature phase contains a
non-interdigitated organic bilayer. Although this transition
from an interdigitated phase to a non-interdigitated phase is
observed as temperature increases, the opposite is not
observed: upon cooling the non-interdigitated phase back to
ambient temperature, the interdigitated phase is not regen-
erated. This phase transition therefore seems to be irreversible,
with a certain energy barrier that must be overcome. We
hypothesize that the expectedly weaker intramolecular hydro-
gen bonding in the modified benzotriazole cation changes the
balance of forces such that both an interdigitated and a non-
interdigitated 2D perovskite phase can form. The weakened
intramolecular hydrogen bond likely results in a stronger
interaction of the ammonium group with the inorganic
octahedra, affecting the octahedral tilting and, in that way,
the steric occupancy factor of this 2D perovskite.

Figure 5. Thin-film XRD series of perovskite thin films featuring a
benzotriazole-based cation with a three-carbon spacer during in situ
heating from 110 to 160 °C. The film was preannealed at 110 °C.

Figure 6. Single crystal X-ray structure comparison between the organic reference salts (a) BTaBr and (b) BTaI and their corresponding lead(II)
halide perovskite. The same element color codes apply as those in Figure 1.
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3.3.3. Organic Cation Reference Single Crystals. We
further elucidate the interplay between intramolecular hydro-
gen bonding and interdigitation by growing single crystals of
the BTaI, F2BTaI, and BTaBr ammonium salts in the absence
of lead halide salts to compare the arrangement of the organic
layers inside and outside of the perovskite lattice. All of these
reference crystals could be grown through recrystallization
from isopropyl alcohol. The resulting crystal structures are
displayed in Figures 6 and S16. In all three cases, the organic
layer packing within and without the perovskite lattice is
surprisingly similar. This is especially remarkable in the case of
BTaBr, which retains its non-interdigitated packing despite the
absence of the strain imposed by the lead-bromide perovskite
lattice. Compared with BTaI, the only difference is the nature
of the halide, leading to a completely different arrangement of
the benzotriazole aromatic cores. BTaI and BTaBr are
expected to differ in the strength of the interaction between
the ammonium headgroup and the halide anion. The isolated
bromide anion in particular should be a better hydrogen bond
acceptor than the isolated iodide anion, and therefore, it is

reasonable to assume that hydrogen bonding with the halide
anion in the BTaBr salt is stronger than in the BTaI salt.60 In
other words, going from BTaBr to BTaI, ammonium-halide
hydrogen bonding becomes weaker, and in turn, intra-
molecular hydrogen bonding and interdigitation emerge. It
therefore seems that, in a 2D perovskite lattice with BTaBr,
BTaI, and F2BTaI, two conditions need to be met to observe
interdigitation: (i) there should be sufficient space available as
estimated via the steric occupancy factor σ (Figures 3 and S8),
which should be larger than 2, and (ii) the hydrogen bonding
between the ammonium headgroup and the inorganic lattice
has to be relatively weak, to favor organic−organic interactions.
3.4. Consequences of Hydrogen Bonding and

Interdigitation: Thermal Stability. Finally, we investigated
the effect of hydrogen bonding and interdigitated π−π stacking
in the organic layers on the thermal stability of the 2D layered
perovskites. The thermal stability was benchmarked against the
phenylethylammonium (PEA)-based perovskite (PEA)2PbI4,
which also contains aromatic cations but does not feature
inter- or intramolecular hydrogen bonding or interdigitated

Figure 7. Thin-film XRD measurements with in situ heating on (a) (PEA)2PbI4 and (b) (BTa)2PbI4.
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stacking within the organic layers. In this sense, (PEA)2PbI4
presents a classical van der Waals gap between adjacent layers
of organic spacers.

We conducted XRD measurements on thin films with in situ
heating from ambient temperature to 240 °C under an inert
atmosphere (Figures 7 and S17). In these figures, the same
(00l) reflections with l = 0, 2, 4, 6... as in Figure 1b are
apparent at ambient temperature, which transition into the
characteristic reflections of lead(II) iodide at 2θ = 12.7 and
25.5° when the temperature exceeds the thermal stability limit.
Although both the PEA and benzotriazole perovskite
reflections disappear at a similar temperature of 190 °C,
indicating complete decomposition of the perovskite structure,
the PbI2 reflection at 12.7° already starts showing up at 100 °C
in the PEA perovskite sample. This suggests that the PEA
perovskite already starts to degrade partially at 100 °C, in
contrast to the benzotriazole sample. The interdigitated
benzotriazole layers therefore suppress the partial degradation
of the perovskite into PbI2, hence slightly improving the phase
stability.

Although benzotriazole perovskites contain hydrogen bonds
and interdigitated π−π stacking in their organic layers, the
thin-film thermal stability is only moderately improved. In
contrast, earlier work by some of the authors has shown that,
for example, the incorporation of a rigid benzothieno[3,2-
b]benzothiophene (BTBT) cation resulted in a perovskite
thermal stability improvement from 180 to 270 °C in a cesium
lead iodide-based multilayered perovskite film with respect to
the equivalent butylammonium perovskite.30 In contrast to the
BTBT-based 2D perovskite, the additional interactions in the
benzotriazole-based organic layers only slightly improve the
perovskite thermal stability. We hypothesize that the moderate
increase in thermal stability in the benzotriazole perovskites
with respect to the PEA reference could be related to the low
octahedral tilting in the inorganic layers in the former, which is
known to impose mechanical stress on the inorganic perovskite
framework.52 This increase in mechanical stress by the
linearization of the inorganic framework may partly counteract
the expected increase in stability due to stronger non-covalent
interactions in the organic layers.

4. CONCLUSIONS
In this work, we presented benzotriazole-based 2D layered
perovskites as an easily accessible class of perovskite materials
that give rise to various non-covalent interactions: intermo-
lecular hydrogen bonding, intramolecular hydrogen bonding,
π−π stacking, and dipole−dipole interactions. Furthermore, we
observed rare interdigitation of the benzotriazole cations in
iodide perovskites. Through DFT modeling, we showed that
this interdigitation stabilizes the hybrid perovskite lattice. We
defined a steric occupancy factor σ to compare the volume of
the spacer with the total volume available in the interlayer
region to host this spacer. Combined with experimental results,
the modeling confirms that interdigitation within a 2D
perovskite lattice occurs if σ > 2, that is, if the space available
is sufficient, and if hydrogen bonding between the ammonium
head groups and the inorganic layers is significantly weakened.
Through experiments with mixed-halide perovskites, we
showed that the interdigitated packing in the organic layers
of the iodide perovskites drives the crystallization of the
inorganic layers. Finally, the thin-film thermal stability is
slightly improved by suppressing the formation of PbI2 with
respect to a PEA-based benchmark. This work improves the

general understanding of the complex interplay between lattice
strain and various non-covalent interactions in determining the
crystal structure and the thermal stability of 2D HOIPs. We
expect that benzotriazole derivatives will serve as a versatile
platform for further studies of the structure−property relation-
ships and design rules of 2D HOIPs.
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