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ABSTRACT: Two-dimensional (2D) perovskites have been
proposed as materials capable of improving the stability and
surpassing the radiative recombination efficiency of three-
dimensional perovskites. However, their luminescent properties
have often fallen short of what has been expected. In fact,
despite attracting considerable attention for photonic applica- /
tions during the last two decades, lasing in 2D perovskites
remains unclear and under debate. Here, we were able to
improve the optical gain properties of 2D perovskite and
achieve optically pumped lasing. We show that the choice of the
spacer cation affects the defectivity and photostability of the
perovskite, which in turn influences its optical gain. Based on
our synthetic strategy, we obtain PEA,Snl, films with high crystallinity and favorable optical properties, resulting in amplified
spontaneous emission (ASE) with a low threshold (30 xJ/cm?), a high optical gain above 4000 cm™' at 77 K, and ASE
operation up to room temperature.
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etal halide perovskites are interesting and promising

I \ / I materials for photonic applications given their
synthetic flexibility and good optoelectronic proper-

ties."”” Since the first demonstration of amplified spontaneous
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member (n = 1) of the Ruddlesden—Popper series
(RNH,),(A),_1[M,X,,1].2°7** Several studies have shown
an increase in optical losses as the dimensionality is decreased
and have estimated that the ASE threshold in n = 1 2D

emission (ASE) and lasing from methylammonium lead
halides,”* the coherent emission properties of three-dimen-
sional (3D) perovskites have been extensively investigated. In
addition, it has been demonstrated that a variety of resonators
can be employed to fabricate perovskite lasers.””” However,
the current research has evidenced the need to overcome the
detrimental nonradiative losses typical of 3D perovskites, along
with increasing their radiative recombination efficiency and
stability. Moreover, it is still of fundamental importance to find
efficient and stable nontoxic alternatives to lead-based
compositions. All considered, two-dimensional (2D) perov-
skites could be alternative materials to enhance the
luminescence efficiency, given their high exciton binding
energy, which stems from their stable excitons with fast
radiative decay.'’”'® Additionally, the layered architecture of
2D perovskites have enabled an improved stability'” as well as
a rich chemical diversity, which can allow to circumvent lead
compositions.'® Although back in 1998 lasing was reported in
PEA,Pbl, (PEA = phenetylammonium) at 16 K,'’ those
results left a series of open questions due to the difficulties in
reproducibility. Consequently, the possibility to sustain
coherent emission in 2D perovskites has remained unclear
and under debate, especially for the lowest-dimensional
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perovskites exceeds their damage threshold.””~** In contrast, it
was found that lasing in DA,Pbl, (DA = dodecylammonium)
could take place below 125 K,** while lasing and random lasing
have been observed in BA,Pbl, single crystals and exfoliated
PEA,Pbl, flakes.”"** Even though lasing has been claimed in
these systems, to the best of our knowledge amplified
spontaneous emission in 2D perovskites has never been
published. This is a critical issue, since studying ASE can help
to understand how the optical gain characteristics of the
material, are affected by its structure and composition. For
example, the presence of ASE can give information about key
parameters, such as the light amplification per unit length of
the semiconductor, which in turn assesses their suitability for
lasing as compared to other gain media.”® The study of lasing
in low-dimensional perovskites has focused on Pb-based
materials, while 2D Sn perovskites research has mostly
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Figure 1. Scanning electron microscope (SEM) images show the crystallization morphologies of three different perovskites: BA,Snl, (a),
PEA,Snl, (b), and NMA,Snl, (c) (scale bar = 2 um). The absorption (d) and photoluminescence spectra (e) for these three perovskites are
also presented. (f) Photothermal deflection spectra comparing the Urbach tails of these three materials to the corresponding Urbach Energy
(Ey). The inset highlights the defect absorption by subtracting the fitted Urbach tail from the pristine spectra. All results correspond to

room temperature measurements.

centered around charge transport. For example, 2D Sn
perovskites have been used as semiconducting channel
materials for field-effect transistors enabling both p- and n-
type transport.””>” In addition, 2D Sn perovskites have been
employed as active materials in light-emitting diodes and have
achieved a record external quantum efficiency of 5%, thus
outperforming lead-based 2D perovskites.””>' Recently, we
have studied the transient absorption spectral features in
PEA,Snl,, which can be attributed to stimulated emission,
suggesting its potential as a gain medium.”” 2D tin perovskites,
aside from representing a greener alternative to their Pb
counterparts, can also be interesting for its integration in planar
device architectures, as they possess a combination of good in-
plane charge transport, notable light-emitting properties and
suppressed ionic migration. This planar architecture is relevant
for electrically pumped lasing given its minimized optical
losses.””?*** However, to take advantage of the planar
architecture for lasing, it is crucial to tune the optical gain
properties of 2D perovskites, which could be achieved through
synthetic material design.

In this work, we investigate the ASE of three different 2D tin
perovskites, BA,Snl,, PEA,Snl,, and NMA,Snl,, where the
bulkiness of the spacer cation is progressively increased from
butylammonium (BA) to phenethylammonium (PEA) and 1-
naphthylmethylammonium (NMA). The change of molecular
geometry and nature of the intermolecular forces holding the
crystal (van der Waals forces in BA, and 7— interactions in
PEA and NMA) affect the structural rigidity, crystallinity, and
defectivity, with considerable consequences on their photo-
physical properties and ability to sustain ASE. The synergy of
these factors results in the highest optical quality and

photostability for PEA,Snl,, where we probed ASE up to
room temperature. At 77 K, this material shows a low-
threshold ASE, down to 30 uJ/cm? and high optical gain
beyond 4000 cm™". Taking advantage of these ASE character-
istics, we integrate PEA,Snl, in a distributed feedback (DFB)
resonator, designed ad hoc to match the gain spectrum of the
material. With the final device we were able to demonstrate
that 2D tin perovskites can act as promising gain media for
lasing.

2. RESULTS AND DISCUSSION

The formation of solution-processed perovskite thin films was
confirmed by X-ray diffraction (XRD), indicating an increase
of the interplanar distance of the perovskite as the cation size
increased (Figure S1). Through temperature-dependent XRD
we determined the thermal expansion coefficient o (Fi§ure
§1),>°¢ which is closely linked to the structural rigidity.””**
For BA,Snl,, where the aliphatic chain of BA is highly
mobile,'* we obtained @ = 154 X 107° K™!, suggesting a high
structural flexibility. In fact, its lattice undergoes a contraction
of about 7% down to 78 K, mediated by a first-order phase
transition, which takes place at 220 K and results in a more
tightlZ packed low-temperature phase with @ = 102 X 107°
K™’ In contrast to the effect induced by the aliphatic chain
of BA, the aromatic cores of PEA and NMA provide a higher
structural rigidity to PEA,Snl, (a = 94 X 107° K™') and
NMA,Snl, (@ = 92 X 107° K™'), thus stabilizing their crystal
structure across the temperature range 298—80 K, with a
smaller 2% contraction of their interplanar distance. Our
retrieved values are higher compared to those reported for 3D
perovskites (@ = 28 X 107 K~! for CsPbBr;),*® indicating the
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Figure 2. Fluence-dependent PL measurements at 77 K for BA,Snl, (a, b), PEA,Snl, (c, d) and NMA,Snl, (e, f) are presented. Panels a, c,
and e correspond to the fluence-dependent spectra, where the arrows indicate the fluence range in yJ/cm?. Panels b, d, and f show the peak
intensity (blue) and full width at half-maximum (fwhm, red) evolution as a function of the excitation fluence (4., = 532 nm, pulse duration
800 ps, repetition rate 1 kHz). In panel b, the intensity and fwhm were obtained considering the main excitonic peak of the BA,Snl, spectra
at around 577 nm.

importance of the nature of the spacer cation in determining spacer cation. A similar pattern is present in the photo-
the structural rigidity of the perovskite lattice.'* In addition, luminescence (PL), which blue shifts from 623 nm to 616 nm
the role of the chemical composition on the crystallinity and (Figure le). BA,Snl, shows a broader PL bandwidth and more
microstructure of the film was observed. For example, BA,Snl, than 1 order of magnitude drop in intensity compared to
showed a considerably weaker diffraction intensity compared PEA,Snl, (Figure S2), suggesting the presence of a greater trap
to the other two perovskites (Figure S1), suggesting that the density. In particular, from the photothermal deflection
aromatic cores influence the formation of ordered and less spectroscopy (PDS) measurements presented in Figure 1f,
defective crystal domains. Indeed, BA,Snl, forms large the overall level of disorder can be estimated by fitting the
domains broken by discontinuous and defective grain Urbach Energy (Ey) parameter. Ey; was extracted from the sub-
boundaries, while both PEA,Snl, and NMA,Snl, form bandgap absorption below the main exciton line, which
compact films of large crystal grains with sizes exceeding 2 includes both the broadening of the exciton line due to
um, showing well-defined polygonal morphologies and jagged disorder and the direct absorption of intergap states."” The
textures, respectively (Figure la—c). The absorption spectra of observed increase of Ey going from PEA,Snl, (Ey = 23 meV)
the three perovskites possess similar features (Figure 1d), to NMA,Snl, (Ey = 31 meV) and BA,Snl, (E; = 38 meV)
consisting of a sharp excitonic peak followed by the absorption confirms the notable optical quality of PEA,Snl, in contrast to
continuum for wavelengths below 550 nm. The excitonic peak the highly defective BA,Snl,. In addition, the absorption tail
blue shifts from 611 nm to 596 nm in the following order: from BA,Snl, (Figure 1f) exhibits a bump centered at 680 nm,
PEA,Snl, > BA,Snl, > NMA,Snl,. Previous works have shown indicating the presence of a high concentration of shallow
that the variation of the bandgap and the absorption onset are defect states at about 17 meV from the band edge. At low
closely linked to the changes in the structural properties of the temperatures, around 220 K, BA,Snl, shows an abrupt 40 nm
perovskite, given that distorted geometries can decrease the blue shift of the excitonic emission and absorption (Figure S3),
width of the valence and conduction bands, thus increasing the which agrees with the phase transition found by temperature-
bandgap.”™*' Several parameters can affect the energetic dependent XRD.* Otherwise, PEA,Snl, and NMA,Snl, show
landscape, including the Sn—I—Sn bond angles, in-plane and a continuous monotonic red shift with a decrease in
out-of-plane octahedral tilt, Sn—I bond distance, and temperature (related to lattice contraction, Figure S1) of the
penetration depth of the organic cation. Since the crystal PL, which progressively narrows and reveals a well-resolved
structure of NMA,Snl, is unknown, it is not possible to excitonic fine structure (Figure S3).
identify which of these factors has the most significant With the objective of determining the presence of optical
influence on the widening of its bandgap. Nevertheless, the gain in PEA,Snl,, BA,Snl,, and NMA,Snl,, their ASE
trend of the excitonic peak shift, observed in Figure 1d, performance was studied. ASE takes place when spontaneously
indicates that NMA,Snl, possesses an overall highly distorted emitted photons propagate in an inverted gain medium and, in
coordination geometry in comparison to the other two the process, stimulate the emission of additional photons.
perovskites, which agrees with the highest steric impact of its When carrying out fluence-dependent PL measurements on a
20673 https://doi.org/10.1021/acsnano.2c07705
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Figure 3. The optical gain properties of PEA,Snl, are presented as follows: (a) temperature-dependent spectra above threshold, for an
excitation fluence of 2 mJ/cm” and (b) the corresponding change of the fwhm of the ASE peak; (c) the ASE threshold as a function of
temperature, where the experimental data (red dots) are fitted (dashed black line) according to an exponential trend, from which a
characteristic temperature T, of 52 K can be extracted; and (d) the modal gain spectra for 3 different fluences and the fluence-dependent

modal gain (inset), both at 77 K.

sample that shows ASE, two responses as a function of the
excitation pump intensity can be distinguished. For low pump
intensities, only spontaneous emission can be observed, which
is defined by a linear increase of the output intensity.
Meanwhile, when high enough pump intensities are reached,
ASE will dominate and manifest as a superlinear increase of the
emitted intensity and a narrowing of the bandwidth. Figure 2
shows the fluence-dependent PL measurements of PEA,Snl,,
BA,Snl,, and NMA,Snl,, performed at 77 K, under picosecond
laser excitation.

The spectrum of BA,Snl, (Figure 2a) presents a main
excitonic emission, as well as a low-energy broad PL band from
680 nm to 750 nm, which matches the spectral range of the
defect state observed in the absorption of Figure 1f. Due to the
shallow nature of the traps, their emission is more easily
observed at low temperature, where thermally activated
detrapping is less likely to occur. Those defects compete
with the main excitonic transitions, introducing losses that
hamper light amplification. Overall, it was not possible to
observe ASE from excitonic recombination in BA,Snl, (Figure
2b), whereas the fluence-dependent measurements of
PEA,Snl, and NMA,Snl, show a clear threshold behavior
with a superlinear increase onset at 30 uJ/cm?” and 123 uJ/cm?,
respectively (Figure 2c—f). Considerable spectral narrowing is
observed as given by the appearance of an ASE peak with a
fwhm of 3 nm, which develops on the red side of the spectra
around 666 and 653 nm for PEA,Snl, and NMA,Snl,,
respectively. Despite having similar ASE performances, their
ASE stability is notably different, as can be seen in Figure S4,
where under an excitation fluence of 280 xJ/cm?® at 532 nm,
the ASE of NMA,Snl, completely quenches within the first 5 s

20674

of illumination, while the ASE of PEA,Snl, remains unaltered
even after 60 s. A similar trend is observed for the spontaneous
emission, where the quenching is not reversible in the dark
(Figures SS—S7). The significant change in the luminescence
of NMA,Snl, is accompanied by a more modest change in
absorption, with a 10% bleach of the excitonic absorption after
90 s of light exposure (Figure S8). These results indicate that
defects are quickly formed in the material, leading to its
permanent photodegradation. Previous studies have shown
that distortions of the I-M—1I bond angles (M = Pb*", Sn**)
play an important role in mediating the photodecomposition
process of the perovskite.*”** The more distorted coordination
geometry of the Snlg octahedra in NMA,Snl, compared to
PEA,Snl, (as deduced from the data in Figure 1) can therefore
be connected to its faster degradation. Moreover, the large
molecular cross section of NMA implies that its flip motion
induced by the resonant photoexcitation can be particularly
disruptive for the local coordination geometry, thus inducing a
higher rotational disorder of the Snls octahedral network
giving more easily breakable Sn—I bonds and favoring the
collapse of the perovskite framework.*** Therefore, even
though NMA,Snl, is initially characterized by low defectivity
and has similar properties to PEA,Snl,, its pronounced
photoinstability inhibits a stable ASE operation.

Considering the superior ASE performance of PEA,Snl,, we
decided to focus on investigating its gain properties in order to
assess the suitability of 2D tin perovskites for lasing. From
temperature-dependent ASE measurements (Figure 3a and
Figure S9), it was found that increasing the temperature
resulted in a decrease of the ASE intensity and a broadening of
the fwhm from 3 nm to 7 nm. (Figure S10). Although the ASE
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Figure 4. The characterization of the PEA,Snl, DFB, at 77 K, is presented as follows: (a) depicts a DFB device, which consists of a spin
coated PEA,Snl, film (yellow) and a Si/SiO, periodic grating (blue); (b) and (c) are the SEM images of the DFB grating as seen from the
top and the side, respectively; (d) is a photo of the measured sample, which consists of a 4 X 4 matrix of PEA,SnI, DFBs with periodicities
ranging from 340 nm to 265 nm; (e) and (f) are the fluence-dependent measurements above and below threshold, respectively. ‘F’ indicates

the perovskite film at an unstructured position of the sample.

signal becomes much weaker approaching 293 K, it was still
possible to probe its onset at room temperature, which is also
confirmed by the reduction of the fwhm at 293 K (Figure 3b).
Such a considerable thermal dependence is further evidenced
by the clear decrease of the ASE slope intensity versus the
excitation fluence present at high temperatures, while the ASE
increases only slightly above 200 K (Figure S10 and Figure
S11). In a previous work we showed that above 200 K, the
large thermal phonon population becomes a dominant factor,
resulting in a drop of the photoluminescence quantum yield of
PEA,Snl,, which could similarly affect the ASE slope
behavior.”® The temperature dependence of the ASE threshold

can be described by the exponential function E;, = P('yexp(%) ,
0

where F; is the threshold fluence approaching 0 K and T, is
known as the “characteristic temperature” (Figure
3¢) 913 Fitting the data plotted in Figure 3c gives T,
= 52 K, which is lower than the T, typically measured for
inorganic semiconductors such as CdSe and InGaAlAs, where
T, can exceed 100 K.°'~® This is consistent with the soft
nature of the perovskite lattice, confirmed by temperature-
dependent XRD, where thermal vibrations and high exciton—
phonon coupling can easily introduce nonradiative recombi-
nation pathways, which diminish the gain buildup.

To further characterize the optical gain of PEA,Snl, we
employed the variable stripe length method (VSLM, see
Methods for a more detailed description of the experimental
technique). Here, a narrow stripe-shaped laser beam
illuminates a section of the perovskite film, which acts as a
waveguide and gives rise to a single pass amplification of
photons. The length of the stripe is progressively increased,
and the output intensity is collected at the edge of the sample.
When plotting the output intensity as a function of the stripe
length for a material that shows optical gain, stimulated
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emission will give rise to an exponential increase of the output
intensity. Subsequently, at long enough stripe lengths,
saturation of the stimulated emission takes place and manifests
as a deviation from the initial exponential growth (Figure S12).
By analyzing the VSL curve, the optical gain of PEA,Snl, can
be extracted.”® When increasing the pump fluence, the optical
gain increases linearly, up to 4200 cm™', with no signs of
saturation for the measured fluence range (inset of Figure 3d).
Moreover, from the VSL curves taken at different wavelengths,
it was possible to retrieve the wavelength-dependent optical
gain (Figure 3d). The resulting gain spectra are centered
around 666 nm with fwhm = 3 nm, where no substantial shift
of the peak intensity is observed when increasing the pump
fluence.”® The obtained narrow bandwidth, even at high pump
fluences, could help sustain a large density of population
inversion concentrated in a narrow spectral region, thus
allowing for a high optical gain.*”*° These notable optical gain
values, comparable to MAPbI,,*® indicate that PEA,Snl, can
be an attractive lasing material.

To assess the lasing potential of PEA,Snl,, we fabricated a
DFB device, consisting of a periodic grating and an active
medium, providing distributed reflections and optical gain,
respectively (Figure 4a). To achieve an overlap between the
gain spectrum of PEA,Snl, (Figure 3d) and the resonance
wavelength of the DFB, the grating period can be determined
according to the Bragg condition: Az = 2Ang/m, where Ay is
the resonance wavelength, A is the grating period, n. is the
effective refractive index and m is the grating order.”™ To
obtain a surface-emitting DFB device, we worked with a
second-order grating, corresponding to m = 2. For the DFB
design, we considered a perovskite refractive index of 2.5 at
666 nm, which is the value extracted from ellipsometry
measurements (Figure S13). The effective refractive index n.g
was estimated using a slab waveguide approximation,
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Figure 5. A comparison, at 77 K, between the bare PEA,Snl, film and the best performing PEA-DFB device (periodicity of 330 nm): (a) is
the output intensity as a function of excitation fluence; (b) shows the fwhm as a function of excitation fluence; and (c) is the change of

output intensity as a function of the polarization angle.

consisting of three layers: air, the perovskite film, and SiO,,
where the perovskite was embedded between the other two
layers. To have a more precise estimation of the DFB
performance, we implemented a finite element method (FEM)
based model. This provided information about the change of
the DFB resonance wavelength as a function of the grating
period (A), grating depth (hg), and the thickness of the
perovskite film (hwg) (Figure S14). The simulations indicate
that the resonance wavelength is highly sensitive to parameter
changes, which becomes even more relevant given the narrow
bandwidth of the PEA,Snl, gain spectrum. To account for this,
we fabricated and measured a variety of grating periodicities.
The DFBs were fabricated from silicon substrates with a 1.5
um SiO, cladding layer and patterned using electron beam
lithography and reactive ion etching (Figure 4b,c). Afterward,
the perovskite film, with a thickness of about 110 nm, was spin
coated on top of the DFB grating (Figure 4d). A total of 16
different DFBs were patterned on a single sample, each having
a different grating periodicity ranging from 265 nm to 340 nm,
in steps of 5 nm. Fluence-dependent measurements were
carried out at 77 K for the 16 DFB devices as well as for the
bare PEA,Snl, film (Figure 4e,f). Below threshold (Figure 4e),
the DFB gratings give rise to an enhanced spontaneous
emission around 651—657 nm, which corresponds to the
excitonic peak of PEA,Snl, centered around 654 nm. The PL
enhancement shifts in accordance with the change in the
periodicity of the DFBs, indicating a good optical coupling
with the resonator. Otherwise, above threshold (Figure 4f), the
highest intensity is obtained from the grating with a periodicity
of 330 nm, where the enhanced signal dominates over the bare
film and the other grating periodicities, which indicates optimal
spectral matching for the 330 nm grating. Similarly to what can
be observed below threshold, the above threshold spectra show
a shift of the signal enhancement as determined by the period
of the DFB gratings.

The features, at 77 K, of the bare PEA,Snl, film (PEA-film)
and the film deposited on the DFB with a period of 330 nm
(PEA-DFB device) are compared in Figure S, showing the
difference between a system with and without a resonator. This
is important given that the presence of a resonator, which
provides feedback, plays a key role in defining the properties of
the emitted light. For example, in a laser, feedback gives rise to
amplified light that is highly directional, coherent, and narrow
in bandwidth. In contrast, to obtain ASE, feedback is not
required, consequently, ASE possesses features that resemble
those of lasing, however less sharp, such as a lower
directionality, a broader bandwidth, and a softer threshold
behavior. As can be observed in Figure Sa, there is a reduction

of the intensity threshold for the PEA-DFB device compared to
the PEA-film from 29 yuJ/cm? to 19 uJ/cm? Moreover, before
saturation, the PEA-DFB device shows an intensity enhance-
ment of about 1 order of magnitude in comparison to the PEA
film. In addition, the fwhm of the PEA film narrows by a factor
of 4, from 12 nm to 3 nm, while the PEA-DFB device has a
more significant decrease by a factor of about seven, from 6.6
nm to 0.9 nm (Figure Sb), as well as a faster line width
reduction than the one seen with the PEA film. Moreover,
unlike the PEA film, the PEA-DFB device presents an evident
polarization dependence (Figure Sc), which is a feature
imprinted by the cavity mode of the DFB resonator. In
summary, the data from Figure S reveal the synergistic effects,
induced by the geometrical and physical properties of the PEA-
DFB device, suggesting lasing action.”>>° Furthermore, even
under room temperature conditions, the excitation fluence
needed to reach the onset of amplification with the PEA-DFB
device is about half of the one required with the bare film
(Figure S15). Overall, the results obtained with our device
indicate that 2D tin perovskites are promising gain media.

3. CONCLUSIONS

In summary, our work sheds light on the ASE characteristics of
layered perovskites, which have remained elusive for the last
two decades. We found that the optical gain properties of 2D
perovskites can be tuned and improved by modifying their
chemical composition. The flexible alkyl BA cations support
the growth of highly defective systems unable to sustain ASE.
Meanwhile, the aromatic cations PEA and NMA promote the
formation of more rigid perovskite lattices having improved
film morphologies with large and compact crystalline grains.
On the one hand, the intrinsic photoinstability of NMA,Snl,
hindered its ASE operation. On the other hand, PEA,Snl, was
found to be a notable gain medium given its low defectivity,
high optical quality, and stability. In fact, it was possible to
successfully integrate PEA,Snl, in an optically pumped DFB
lasers, owing to its low-threshold ASE and optical gain beyond
4000 cm™" at 77 K. This work highlights the potential of 2D
tin perovskites for lasing applications and provides fundamen-
tal knowledge for making the best use of low-dimensional
layered perovskites as optical gain media. Our work also
underlines the importance of defect passivation strategies,
which should be taken into account to further improve the
performance of perovskites. Finally, chemical design of the
spacer cations aimed at increasing the structural rigidity of the
perovskite will play a critical role in minimizing ASE thermal
quenching and in achieving room temperature ASE operational
with these excitonic systems.
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4. EXPERIMENTAL SECTION/METHODS

4.1. Synthesis of 1-Naphthylmethylammonium lodide
(NMA)L. 1-Naphthylmethylamine (1.5 mL, 0.01 mmol) was dissolved
in 40 mL of tetrahydrofuran (THF) and 3 equiv of HI (57% water
solution, stabilized) were added dropwise to the solution kept in an
ice bath under magnetic stirring. After 3 h the reaction was stopped,
and the product precipitated from THF by adding dichloromethane
(DCM). The washing procedure was repeated 4 times, and the final
product (NMA)I was collected as a white powder by drying it under
vacuum at 60 °C in a rotary evaporator.

4.2. Perovskite Synthesis. For the synthesis of BA,Snl,
PEA,Snl,, and NMA,Snl,, the organic precursors BAI, PEAI, and
NMAI were mixed with Snl, in 2:1 molar ratio in dimethylformamide
(DMF), giving a concentration of 0.2 M. The mixture was heated at
100 °C for 1 h and then filtered (PTFE filters, 0.45 gm). Substrates
(glass or patterned Si/SiO, wafers) were cleaned by sonication in
acetone, deionized water, and isopropanol followed by an oxygen
plasma treatment. The hot solution (100 °C) was dropped on the
glass substrate and spin coated at 5000 rpm for 30 s. The films were
annealed at 100 °C for 15 min.

To prevent sample degradation under ambient air, once the
perovskite films were fabricated in the glovebox, each sample was
stored in a nitrogen-filled container and subsequently placed inside a
plastic vacuum sealed bag. Furthermore, the measurements were
carried out in vacuum.

4.3. ASE and VSL Measurements. The samples were excited
with a pulsed 532 nm green laser (Innolas Picolo second harmonic),
having a pulse duration of 800 ps and a repetition rate of 1 kHz. For
the ASE measurements, the laser signal was focused on the sample
with a 10 cm spherical lens. Moreover, to describe the behavior of the
photoluminescence spectra as a function of excitation fluence, the
intensities and line width were extracted as follows: (1) below
threshold, the emission closest to the ASE peak was fitted to a
Gaussian function, and (2) above threshold, the ASE peak was fitted
to a Lorentzian curve.

For the VSL measurements, the same laser excitation conditions as
for the ASE measurements were used. In addition, a cylindrical lens (f
=100 mm) focused the laser beam on a 1 mm slit, resulting in a stripe
shaped beam that was imaged on the sample with a biconvex lens (f =
50 mm). Furthermore, the length of the excitation stripe was adjusted
using a movable slit and the output emission was measured by means
of a PL collection line perpendicularly aligned to the excitation plane.
To avoid artifacts due to the pump beam spatial shape, the laser beam
was enlarged to achieve a 1 mm stripe with a flat-top profile.”®

For the ASE and VSL measurements a fiber coupled Maya-
1000PRO spectrometer was used for detection.

4.4. DFB Fabrication. A positive resist (SML 300, EM resist
LTD, Macclesfield, UK) was spun (2000 rpm) on a silicon chip and
prebaked for 10 min at 180 °C. Afterward, a conductive polymer was
spun (4000 rpm) on the sample and prebaked for 2 min at 120 °C.
The sample was subsequently exposed with an EBL system (voltage,
50 kV; dose, 750 uC cm™2). The exposed sample was developed
under ultrasonication in a solution of isopropanol/H,0:7/3 for 45 s
and descummed for 20 s in an O, plasma. The structuring was
performed with an Inductively Coupled Plasma-Reactive Ion Etching
(ICP-RIE) tool, where the following parameters were used: reactive
gas = CHF; (20 sccm), ICP = 450 W, bias = 182V, pressure = 0.012
mbar, time = 90 s.
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