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Abstract: We investigated solution-grown single crystals of multidimensional 2D-3D hybrid lead
bromide perovskites using spatially resolved photocurrent and photoluminescence. Scanning pho-
tocurrent microscopy (SPCM) measurements where the electrodes consisted of a dip probe contact
and a back contact. The crystals revealed significant differences between 3D and multidimensional
2D-3D perovskites under biased detection, not only in terms of photocarrier decay length values but
also in the spatial dynamics across the crystal. In general, the photocurrent maps indicate that the
closer the border proximity, the shorter the effective decay length, thus suggesting a determinant
role of the border recombination centers in monocrystalline samples. In this case, multidimensional
2D-3D perovskites exhibited a simple fitting model consisting of a single exponential, while 3D
perovskites demonstrated two distinct charge carrier migration dynamics within the crystal: fast and
slow. Although the first one matches that of the 2D-3D perovskite, the long decay of the 3D sample
exhibits a value two orders of magnitude larger. This difference could be attributed to the presence of
interlayer screening and a larger exciton binding energy of the multidimensional 2D-3D perovskites
with respect to their 3D counterparts.

Keywords: perovskite; diffusion length; multidimensional; dynamic; SPCM; single crystal

1. Introduction

Hybrid halide perovskites are highly promising materials, not only for the next-
generation photovoltaics but also in many other fields where optoelectronics plays a
key role. These applications include light-emitting diodes (LEDs), photodetectors, lasers,
sensors, and field-effect transistors [1]. Their tunable bandgap, defect tolerance, long carrier
diffusion length and high carrier mobility are noteworthy. In addition, they can be easily
processed with a low fabrication cost. On the other hand, the huge amount of possibilities
that these materials offer in terms of composition [2], morphology and synthetic methods
makes a deep understanding of their intrinsic properties mandatory in order to know their
potential advantages in commercial applications.

Typically, hybrid perovskites are based on a structural base such as ABX3 in the three
dimensions, where A and B correspond to monovalent and divalent cations, respectively,
with different sizes, and X are halides. However, these perovskites have certain limitations,
mainly related to the stability to moisture. The reduction of the perovskite dimension in the
form of a 2D layered structure, analogous to a conventional van der Waals material, has been
shown to attenuate such an undesirable effect by providing hydrophobic shielding. This is
achieved, for instance, by introducing a large organic cation (M) between [PbX]*~ layers as
a spacer. In addition, 2D structures yield other effects related to quantum confinement, band
alignment, passivation of trap states and inhibition of ion movement [3-5]. On the other
hand, the quantum confinement confers a strong exciton binding energy, which hinders
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their suitability for use in solar cells because the free carrier generation is significantly
suppressed. In this regard, multidimensional perovskites that combine 2D-3D structures
have proven to be a promising alternative, because they represent a tradeoff between
stability and performance. The general formula of these perovskites is Moy An—1BnX3n41,
where n represents the number of metal halide interlayers, estimated from the stichometry
of the precursors [6,7]. Therefore, the n value defines the bulk-like block and thus the
3D-like behavior inside the van der Waals stacking.

One of the most important parameters employed in the evaluation of various per-
ovskite structures and compositions in terms of charge transport is the diffusion length [8].
This parameter corresponds to the average distance an excited charge carrier can travel
towards a collecting electrode before recombining through mechanisms such as radiative
recombination or trap-assisted recombination [9]. It has already been demonstrated that
large single crystals of perovskites containing iodine in their structure can achieve diffu-
sion lengths ranging from several to even thousands of micrometers [10,11]. Furthermore,
hybrid perovskite materials containing iodide ions in their structure have been observed to
exhibit longer electron and hole diffusion lengths compared to bromide perovskites [12].
However, it is worth noting that MAPbBr3 perovskite materials are significantly more stable
under ambient conditions than MAPbI; perovskite materials [13], making this composition
preferable for studying intrinsic electronic properties. The introduction of a large cation
tends to reduce the diffusion length of the photogenerated carriers, although it remains
within the same order of magnitude as that of 3D perovskites [10]. However, different
values have been reported in the literature and depend on the experimental tool used
for evaluating it. For instance, optical probing methods based on photoluminescence or
transient absorption do not monitor all the possible charges produced, such as those ther-
mally emitted from traps states [14]. Furthermore, various types of charge carrier transport
have been studied. For example, Guo et al. [14] proposed different transport regimes,
including quasiballistic transport where charge carriers can travel long distances without
significant scattering or collisions, nonequilibrium transport depending on conditions and
energy input, and diffusive transport characterized by random scattering events, leading
to a random walk-like behavior [14,15]. Keeping in mind that the transport is strongly
influenced by defects and the grain boundaries the interfaces present in polycrystalline
films could be a determinant in their photocarrier response. Furthermore, the generation
of hot carriers with excess energy, as well as the formation of excitons and free charges in
hybrid perovskites, have implications for the transport processes [16].

A versatile technique for studying the carriers’ generation and transport in semicon-
ductors during the excitation is the use of a scanning confocal photocurrent microscopy
(SCPM) [17-23], which allows the current generated in different regions of the sample by op-
tical excitation to be mapped. Additionally, fluorescence information can be simultaneously
acquired, which makes it possible to analyze the radiative processes of the samples being
studied. This technique has been widely employed to investigate the morphology and
photocurrent generation in a wide range of semiconducting materials, including silicon [24],
cadmium telluride [25], lead selenide [26], organic heterojunctions [27] and others [28]. In
this context, we developed a confocal microscopy tool that allowed us to demonstrate the
behavior of hybrid perovskites and octahedral molybdenum clusters as Fabry-Pérot cavi-
ties [29,30], as well as the behavior of perovskite nanowires as photonic waveguides [31],
and to measure the enhanced photoresponse of perovskites containing subphthalocya-
nines [32]. In all the cases, the studies were realized on micrometer-size single crystals
because they allow perturbing factors which are present in a poly-crystalline sample such as
the grain boundaries to be disregarded. Parameters such as size, shape, crystal orientation
and composition can have a significant influence, but generally, single crystals exhibit much
better optoelectronic properties than their polycrystalline counterparts [33,34].

In this work, we take a step further by introducing a scanning excitation system and a
punctual electrical probe that can be positioned freely on the sample area with micrometer
precision in a top (and back) contact configuration (Figure 1). This approach is similar to the
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widely used technique of SCPM (all back contact) that allows estimating the photocarrier
decay lengths under a certain bias. This decay length corresponds to the diffusion length
(Ly) evaluating the sample region without the influence of the external electric field or
under low bias [35,36]. This method offers advantages over other types of experiments
where Lp is deduced from a combination of carrier diffusion (D) and lifetime measurements

(1), (La = VD).
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Figure 1. Schematic representation of the electric contact on the microcrystalline samples, showing
the irradiation objective at the bottom part controlled with a piezoelectric stage.

There are some examples reported in the literature that study the diffusion length
over single crystals using an SCPM system. For instance, Shreetu et al. demonstrated on
millimeter-sized crystals that hybrid perovskites having iodine in the structure show a long
in-plane charge carrier diffusion length of above 7-15 um depending on the n value in
the structure [10]. Regarding single crystals of perovskites containing bromide halide in
their structure, Ganesh et al. reported diffusion length values of 13.3 uym and 13.8 pm for
electrons and holes, respectively [37]. In addition, Zhang et al. studied the role of chlorine
incorporation in the perovskite structure, resulting in diffusion lengths of several hundreds
of micrometers [38]. In any case, the direct extraction of L; requires several conditions
to be fulfilled. For a 1D system, L; must be much larger than the cross section and the
distance between contacts is chosen to be larger than L; [39] or the region to characterize is
placed out of the electrode gap [35]. In this way, L from lithographically patterned strips,
synthetized nanotubes or fibers could be extracted. In addition, other effects or parameters
such as the influence of a bias voltage, the charge drift length, or the determination of the
minority carriers have being studied [35]. In principle, this single exponential decay model
of L; could be directly extended to planar schemes by changing the electrode shape from
an ideal single point to an infinite line [28]. This is a difficult condition to fulfill. However,
assuming that the sample thickness is smaller than L;, it has been proven that L; could
be extracted (employing a single exponential decay) regardless of the width of the planar
sample [40]. On the other hand, this technique permits evaluating the inhomogeneity of
different sections when a back-contact planar scheme is used [36]. In fact, it simplifies the
study methodology because the sample is directly sensitized on the electrodes, formed
by transparent conductive contacts with micrometer gaps, thus eliminating the need for a
sample transfer process [35].

Herein, we present a comparative study of the photocurrent decay length in 3D and
multidimensional 2D-3D perovskites planar micrometer-size single crystals that have
bromide in their structure. Our aim is to compare various azimuth sections, focusing
particularly on their possible dependency with the outer border distance. Our scheme
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does not fulfill the requirements of the single exponential L; extraction, because the contact
is a mixture of a point contact and a planar surface and our sample thickness (tens of
um) surpass Ly values (for the case of the multidimensional sample) in the literature;
thus, it could not be assumed to be a 2D sample/measurement scheme. Nevertheless,
our point probe scheme makes it possible to measure the photocurrent decay at various
azimuthal angles. Since the L; conditions are not fulfilled, a certain bias has been chosen
(—1.25V) to acquire low-noise signals from samples with low photocurrent efficiency, such
as multidimensional 2D-3D perovskites.

2. Experiment
2.1. Perovskite Synthesis

For the preparation of the single crystal hybrid perovskite, the antisolvent method was
employed. Firstly, this method consists of dissolving the precursors in a small amount of
DMF (1 mL). For 3D perovskites (MAPDbBr3), the composition consisted of 0.5 M methyl am-
monium bromide (MABr) and 0.5 M lead bromide (PbBr,), while for the 2D-3D perovskite
((PEA);(MA)_1PbyBran,1, n = 10), it was 0.4 M MABr, 0.5 M PbBr; and 0.2 M phenylethyl
ammonium bromide (PEABr). This mixture (20 uL) was placed on a conductive substrate
(ITO on glass, supplied by Ossila (Sheffield, UK)) on a Teflon stage inside a sealed vial, and
THF was used as the antisolvent (5 mL) (see Figure S6). The vessel was completely sealed
and kept in the dark until small orange-pinkish crystals were observed. At least 24 h are
required to obtain good-quality crystals larger than 20 um. The crystals were manually
selected using Gel-Pack (Hayward, CA, USA) and a micromanipulator Narishige (Tokyo,
Japan) MMN-1 coupled to a Nikon (Tokyo, Japan) Eclipse LV100 microscope to perform the
corresponding characterization. MABr and PbBr; were purchased from ABCR (Karlsruhe,
Germany). THF and DMF were purchased from Sigma-Aldrich (St. Luis, MO, USA) and
PEABr.

2.2. Experimental Set-Up for SCPC Measurements

With the purpose of studying the photoresponse of both 3D and multidimensional
2D-3D perovskites, we placed a selected crystal onto a glass substrate coated with indium-
tin oxide (ITO), which served as the back-contact electrode (Figure 1). Then an electronic
probe was positioned on the crystal. This established the top contact. The light of a laser
with A = 405 nm and P = 350 uW was chopped and focused onto the sample through the
back-contact transparent electrode by means of a microscope objective that was mounted
on a piezo system. The photocurrent signal from the sample was acquired with a lock-in
amplifier through a transimpedance amplifier that provides the bias voltage as well. The
photocurrent response was mapped by varying the objective position with the help of the
piezo system. At the same time, the photoluminescence signal was acquired employing a
photodiode connected to a second lock-in amplifier. This measurement makes it possible to
check the crystal stability condition. With the aim of limiting the sample degradation and
minimizing possible fluctuations in the response [41], the scanning time was minimized
by setting the position control of the piezo system to the open-loop mode. In this case,
the signals that drive the piezo actuator are not continuously corrected according to the
sensed position (closed-loop scheme). As a result, the elapsed time for the characterization
(scanning area of 80 um x 80 pm) is reduced about three times, from 791.7 s (open loop) to
243.2 s (closed loop), acquiring only the forward scan direction of zig-zag paths. Despite the
non-linear response of the piezo system, which may introduce some non-linear deviations
in position, this technique is widely used due to its speed and the absence of (reliable)
position sensors [42].

2.3. Characterization Techniques

XRD patterns of the powders were recorded on a Philips X’PERT diffractometer
(Amsterdam, The Netherlands) that was equipped with a proportional detector and a
secondary graphite monochromator. The data were collected stepwise over the range
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20 =2-20°, at steps of 0.02°, an accumulation time of 20 s per step, using the Cu Ko
radiation (A = 1.54178 A).

UV-Vis optical spectroscopy of the perovskite powders was carried out using a Cary
5G spectrophotometer (Santa Clara, CA, USA) and CaSOjy as reference.

Field-emission scanning electron microscopy (FESEM) images were recorded with a
Zeiss (Jena, Germany) Ultra 55 field FESEM apparatus.

Lifetime photoluminescence measurements on the single crystals were carried out
using an inverted microscope, Nikon (Tokyo, Japan) Ti2-U, equipped with an XY motor-
ized stage. The emission signal was transmitted through optical fibers to an Edinburgh
Instruments (Livingston, UK) FLS1100 spectrofluorometer, which was coupled to a cooled
photomultiplier (PMT-980). The measurements were performed at room temperature, utiliz-
ing a 405 nm excitation wavelength provided by a picosecond (ps) laser diode incorporated
into the microscope. The lifetimes (T) were calculated from the best fitting of the signal to a
single-exponential decay (I(t) = I(0)exp(—t/T)).

3. Results and Discussion
3.1. Crystal Characterization

The studied single crystals were characterized by XRD. In Figure 2A, the X-ray pat-
terns correspond to the 3D structure perovskite, exhibiting characteristic peaks at 14.77,
29.95, and 45.74 degrees, which are assigned to the (100), (200), and (300) crystal planes,
respectively [43—45]. This high-intensity XRD diffraction pattern confirms a high phase
purity, indicating a preferred orientation in the (001) plane. For the 2D-3D perovskite,
additional lower-angle diffraction peaks at 5.10, 10.51, 15.93, 21.17, 26.73, 32.26, 37.7, and
42.9 degrees are observed, corresponding to (001), (002), (003), (004), (005), (006), (007), and
(008), respectively. These peaks are characteristic of the 2D phase within these multidimen-
sional 2D-3D structures. Furthermore, they also indicate preferential growth in the (001)
plane, suggesting that the 2D phase predominantly grows along the organic or inorganic
layer planes [46—49].
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Figure 2. X-ray diffraction patterns for 3D (A) and 2D-3D perovskite (B). The inset shows a magnifi-
cation of the low angles region that is characteristic of the layered phase. Red peaks correspond to
the 3D phase and blue peaks to the 2D phase (PbBry)?~.

The samples were also characterized by electron microscopy (see Figure 3). In both
cases, cubic-shaped crystals with a size of approximately 50-100 pm can be observed. In
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the case of mixed 2D-3D structure (Figure 3B), the crystals exhibit a more random shape
and size distribution, with the formation of lateral heterostructures attributed to the 2D
phase. This effect is associated with the presence of the long-chain PEA cation during the
crystal growth, which is consistent with previous studies [50].

(A) (B)
Figure 3. FESEM image of crystalline 3D (A) and 2D-3D Perovskite (B).

The optical properties of the 3D and 2D-3D perovskites were first obtained by mea-
suring the UV-Vis diffuse reflectance spectra and the photoluminescence in polycrystalline
samples. The optical bandgap was calculated to be 2.18 and 2.22 eV for the 3D and 2D-3D,
respectively, (Figure S1, ESI) through their corresponding Tauc Plots, which agrees with the
previous reported values [49]. It should be noted that the bandgap of the 2D-3D perovskite
presents a slight shift at a high energy value due dielectric quantum confinement effects
corresponding to the 2D phase (see inset in Figure 4B) [51].
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Figure 4. (A) Photoluminescence (PL) emission spectra of polycrystalline samples 3D (a) and 2D-3D (b).
(B) Diffuse reflectance UV-Vis absorption spectra (plotted on the Kubelka-Munk function of the
reflectance) F(R) of (a) 3D and (b) mixed 2D-3D perovskite; the inset shows a magnification of the
absorption edge of both samples. (C) PL emission of single crystals measured with our SCPM and
(D) transmittance spectrum of the single crystals of (a) 3D and (b) mixed 2D-3D perovskite. They
have a thickness of 4 and 13 um, respectively.
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The steady-state luminescence on polycrystalline films shows the characteristic peak
emission located at 545 and 535 nm for the 3D and 2D-3D perovskites, respectively
(Figure 4A). It should be noted that these samples exhibit a broad emission band compared
to the emission observed in selected single crystals, where the emission peaks are well
defined (Figure 4C); this is one reason why single crystals are preferred for optoelectronic
applications. The broadness of the emission band in polycrystalline films is generally
attributed to the scattering of the light by the particles and the defects on the surface and
interphases [32]. In addition, comparative temporal profiles of fluorescence decays for
both 3D and 2D-3D perovskite single crystals (Figure S5, ESI) allow us to study changes
in carrier lifetimes of these perovskites, resulting in values of 9.70 ns for 3D and 18.39 ns
for 2D-3D perovskite, respectively. The longer fluorescence lifetime observed in 2D-3D
perovskite, compared to 3D perovskite, can be attributed to the reduced nonradiative
recombination due to the defect passivation effect of PEABr, which is consistent with
previous reports. [52,53]. Nonetheless, and likely due to the limited carrier mobility in a
screened layered structure, the prolonged lifetime of 2D-3D perovskite does not lead to
greater effective decay length extraction when compared to 3D perovskites, as we will
show in point 3.2.

The transmission spectra of the single crystals were also investigated (Figure 4D).
The sharp transition from low to high transmittance values corresponds to the band
gap and it is in good agreement with diffuse reflectance measurements (Figure 4B). The
spectral oscillations in the transparency window are produced by Fabry—Pérot-type optical
resonances occurring between opposite crystal faces in the measurement direction. This
behavior, known as an optical cavity in hybrid perovskites, has already been reported [54].
We took a step forward by developing a model capable of determining optical properties,
such as the refractive index and dielectric constant, as a function of the crystal size, PL
and transmission [29,30,55]. According to this model, one of the main factors influencing
the amplitude and periodicity of the oscillations associated with optical resonances is
the crystal thickness. This way, the 3D crystal, with a thickness (measured by optical
profilometry means) of 4 um gives rise to oscillations with much longer periodicity than
those of the 2D crystal, which has a thickness of 13 pm. Deviations in the refractive index
between both crystals could additionally influence this phenomenon, but we considered
them negligible in comparison with the thickness effect. In any case, the appearance of
oscillations in the spectra is a sign of the good quality of the crystals, since they are very
sensitive to defects.

3.2. Scanning Photocurrent Microscopy

Single perovskite crystals were measured and analyzed with an SPCM technique.
Figure 5 shows the photoluminescence (PL) and photocurrent (Isc) maps for a multidi-
mensional 2D-3D perovskite crystal (panels (a) and (b)) and for a 3D perovskite crystal
(panels (c) and (d)), respectively. The sample limits (panels (e) and (f), corresponding to
2D-3D and 3D samples, respectively) were extracted directly from the image scans. For that
purpose, a quadrilateral geometry was fitted to a set of points, extracted by evaluating the
derivative of the map signals. Then, we used those maps with best defined sample edges
(panels (a) and (d) for the multidimensional 2D-3D and 3D crystals, respectively). Panels
(g) and (h) show the photocurrent profiles extracted from the Isc maps through different
directions indicated by the colored lines in panels (e) and (f), respectively. The data cover
from short (SPED) to long probe-to-edge distances (LPED) and reveal notable differences
among the profile curves. Considering that the exponential decay value represents the
distance from the collection electrode at which the intensity decays a factor of e~! ~ 0.368
of the maximum value, we evaluated the intersection of e~! with all the extracted profiles
[panels (g) and h] (see dashed horizontal lines). We employed this method for extracting
an effective-like photocurrent decay length (ELPD) among complex decay data that could
be influenced by several factors such as different material responses, proximity of sample
edges and the presence of defects and inhomogeneities. In fact, the ELPD values in panel (i)
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are represented against the distance from the collecting punctual probe to the sample border
in the direction of the corresponding decay profile. This makes it possible to establish an
interesting comparative evaluation. In general, the ELPD tendency is to rise with increasing
distance to the border, where recombination losses are more prominent. This tendency
seems to be modulated by the rest of the surrounding rims, which define the geometry of
the sample itself, because the growing tendency of ELPD is flattened at short distances for
both the 2D-3D and 3D crystals (pink to light blue dots) and at an intermediate distance
for the 3D crystal (yellow dots), and it is boosted at intermediate and long distances for
the 2D-3D and 3D crystal, respectively. This flatness/boost tendency of ELPD could be
explained, firstly, by the proximity/remoteness of the path to all the external borders, and
secondly, by the angle defined between the cross section to the path and the corresponding
intersected outer rim, the tangent/normal case being the worst/best scenario for a long
ELPD. Interestingly, in the 3D sample, under LPED conditions, a protuberance emerges,
creating an almost flat region, resulting in a giant boost. This effect shows a huge difference
between samples across all panels of the Figure 5, where the ELPD of the 3D is greater
than that of multidimensional 2D-3D, as expected. This may confirm the assumption of
the lower photon harvesting efficiency of the 2D-3D in contrast to the 3D counterparts,
attributed to the presence of interlayer screening and higher exciton binding energy.
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Figure 5. Scanning photocurrent microscopy images and profile analysis. (a) PL and (b) Isc images of
a multidimensional 2D-3D sample. (c) PL and (d) Isc images of a 3D sample. (e, f) Edge extraction and
(g/h) photocurrent sections of the 2D-3D and 3D samples, respectively. (i) Effective-like photocurrent
length extracted from the dashed lines (e71) of (g/h). The different colors correspond to the data (g-i)
extracted from different angular slices (e,f).

In order to extract more precise data from the photocurrent measurements and support
the previous analysis, two Igc profiles corresponding to SPED and LPED were fitted to
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phenomenological models for both crystal types. They correspond to pink and red dots
in Figure 5i, with edge distances of 6.02 and 26.42 um for the 2D-3D case (red curves in
Figure 6a,b, respectively), and 7.78 and 46.02 um for the 3D case (red curves in Figure 6¢,d,
respectively). The fitting model of the 2D-3D sample consists of a single exponential
function in the form of ] & e, where D is a fitting decay parameter. The fitted curves (black
lines) agree well with the experiment except for very low Isc values that were disregarded
(dashed lines), where the signal slightly oscillates due to some unmeaningful factors (e.g.,
the presence of scattered light). The results show that Lp is clearly longer (in fact, it doubles
its magnitude) for the LPED (10.71 £ 0.08 um) than for the SPED (4.08 & 0.042 um) profile,
which could be attributed to the large difference in the edge-to-tip distance.

12 (a)

(b) |

0 10 20 30 40 0 10 20 30 40 50

distance (ym) distance (um)
Figure 6. Model fit to experimental photocurrent profiles. (a,b) Experimental (red curves) and fitted
(black curves) profiles for the 2D-3D sample corresponding to a short (STED) and a long (LTED)
distance to the collection tip electrode, respectively. The dashed sections indicate experimental points
that were disregarded for the fit process. (c,d) The same as (a,b) but for the 3D sample.

On the other hand, more complex models with additional parameters were required in
the 3D case (Figure 6¢,d) because the experimental curves (red lines) display richer profiles.
Firstly, both SPED and LPED present a smooth peak at zero distance for which a simple
Gaussian function that extends from the origin (0 pm) to its half width was used. Secondly,

an exponential function accounting for the fast decay of Isc (J o 657;) was added. Thirdly, a
small offset was summed to the SPED profile (Figure 6c), while a second, long exponential

decay (J « 6’7;) was considered for the LPED profile (Figure 6d). Strictly speaking, such a
long decay should be present in all the profiles of the 3D crystal; however, we think it is
hidden when the sample borders are close to the collection probe because the borders may
deactivate the charge carriers. Finally, another half-Gaussian curve that accounts for the
sample edge was added for the LPED profile.

We hypothesize that the initial Gaussian peak at the origin is associated with the elec-
tric contact of the probe with the crystal surface. At the interface, the higher metal / perovskite
built-in potential allows for easier dissociation of excitons. The fits yielded values for the
gaussian half-width of 6.55 £ 0.41 pm and 2.92 &= 0.53 um for the SPED and LPED profiles,
respectively. We attribute the presence/absence or differences in the symmetry of this peak
to experimental conditions related to the contact of the electronic probe. Indeed, the peak
at the origin is not present in the 2D-3D crystal, likely due to its fragility compared to the
3D perovskite [56,57].

The short exponential decays yielded quite similar Dy values for the SPED and LPED
profiles (3.06 £ 0.03 um and 2.35 =+ 0.05 um, respectively), while the large exponential
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decay for LPED gave a D, value of 328.88 + 13.73 um, and the center position of the
second Gaussian was fitted at 48.89 pym =+ 0.53, which is quite similar to the assumed
border distance: 46.02 um. With regard to the Dy, in the proximity of both the source
and drain contacts, the current could be increased because the photogenerated electrons
and holes show the same probability to reach the contacts [35]. On the other hand, the
large D, value could be the fingerprint of the higher-efficiency photocurrent harvesting
of the 3D perovskite with respect to the multidimensional one. Although the extracted
values of decay lengths could not be directly comparable to the diffusion lengths reported
in the literature because of the sample and experimental conditions in our scheme, the
relationship between the values of D; and D, exhibits significant differences, with the 3D
perovskite case clearly showing a larger value, as expected.

4. Conclusions

In summary, this study demonstrates the role of the composition of hybrid halide
perovskites in their optoelectronic properties, particularly the influence on the spatial
dynamics of the photogenerated transport charges along the microcrystals. Two types of
single crystals of perovskites were investigated based on the incorporated organic cation:
conventional 3D structures and multidimensional 2D-3D structures. A scanning photocur-
rent microscopy technique based on a probe tip shows different charge distributions over
the perovskite single crystals; the 3D perovskites exhibited two distinct carrier transport
regimes. In contrast, the transport of carriers in multidimensional 2D-3D structures was
primarily dominated by a unique regime. All of them are influenced by the presence of
the border as a recombination source. Overall, this study highlights the significance of
the dimensionality of perovskite materials in their optoelectronic and transport properties.
Furthermore, studying single crystals provides a valuable platform for exploring these
fundamental characteristics.
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