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Hybrid metal halides attract significant attention in materials science,
chemistry, and photonics due to their attractive structural, electronic,
and optical properties. However, zero-dimensional (0D) hybrid indium
halides are still in their infancy. We report the first isomeric 0D indium
halide single crystals showing green and delayed yellow emissions.
Single-crystal X-ray structures reveal that these emissions originate
from crystals with the molecular formula (CyoH22N5)41n4Br,0, consist-
ing of organic ligands, InBrg octahedra, and InBr, tetrahedra. While
both crystals carry eight corner-sharing and two face-sharing InBrg
octahedra, the four face-sharing InBr, tetrahedra in the green-
emitting isomer and two inner InBr, tetrahedra in the yellow-
emitting isomer mark the crystal isomerism, leading to distinct optical
properties. The green-emitting crystals exhibit short excitonic life-
times, whereas the radiative recombination in the yellow-emitting
crystals is delayed by several hundred nanoseconds and redshifted,
indicating a self-trapped exciton behaviour with a large Huang—Rhys
factor and high activation energy. The structural and optical proper-
ties of the isomeric single crystals offer insights into the importance of
developing 0D metal halides with multi-colour and delayed emission
for sensors, LEDs, and displays.

Metal halides and halide perovskites transform semiconductor
technology by emerging as key materials’™ for solar cells,®”
lasers,'®"* LEDs,'*'* and photodetectors."®™” Their excep-
tional properties, including low cost and straightforward fabri-
cation methods, high optical absorption coefficients, tuneable
direct band gaps, long charge-carrier diffusion lengths, low
exciton binding energies, and high photoluminescence (PL)
quantum yields (QYs), make them highly attractive for use in
optical and photovoltaic devices. Single-crystal and polycrystal
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New concepts

We are working to develop metal halide single crystals with multicolor
emission for optoelectronic applications. Using controlled crystal growth
rates, we accidentally observed isomeric crystals emitting distinct green
and yellow photoluminescence. These crystals are highly stable over a
wide temperature range. During our photoluminescence microscopic and
spectroscopic studies, we found that the emission colour is associated
with distinct excited state lifetimes, with the yellow-emitting crystal
showing delayed emission. Using temperature-controlled experiments
from —193 to 30 °C, we could demonstrate the role of the self-trapped
exciton and the activation energy associated with the yellow emission.
These observations and results suggest opportunities to develop isomeric
hybrid halide crystals in different dimensions into colourful, delayed-
emission materials for optical sensors, luminescent displays, and
brilliant LEDs.

halide perovskite solar cells have achieved record-breaking
efficiency gains, surpassing traditional silicon photovoltaics.®?
Also, tuning their bandgap through halide composition enables
the fabrication of tandem and multi-junction solar cells for
optimized energy harvesting.’ Despite their extraordinary prop-
erties, poor stability and lead toxicity underscore the impor-
tance of developing stable and lead-free alternatives.'®3?
Hybrid halides of tin,'®*?° antimony,>** bismut
germanium,”>*° copper,””*® and indium>*~*? receive considerable
attention as lead-free alternatives; physicochemical stabilization
and bandgap optimization remain open challenges. Several groups
synthesized and investigated 0D hybrid metal halides to address
these challenges. Among these, organic-inorganic copper and
indium halides show promising advances.”’ > Indium halides,
such as caesium indium bromide (CsInBr,), exhibit excellent
optical properties, such as high oscillator strength, tuneable PL,
and brilliant electroluminescence (EL),** and demonstrate out-
standing stability.>*** Also, their fast, sensitive photo-response
makes them ideal for high-performance X-ray detectors.*® Impor-
tantly, indium makes these hybrid halides attractive for environ-
mentally friendly and sustainable technologies. Therefore, there
has been considerable interest in developing hybrid indium
halides with tuneable optical and electronic properties through
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doping, modifying organic ligands, substituting
halogens, and inducing chirality.*®* Yet, the structure-prop-
erty relationships of such crystals remain poorly understood.

We developed two 0D isomeric indium bromide single
crystals with the formula (C;0H,,N,),In,Br,y, demonstrating
distinct green and delayed yellow emissions. Although a crystal
with the same precursors was reported by Yuan and
coworkers,*" which demonstrated brilliant yellow-orange emis-
sion, green-emitting crystals and the structural isomerism
remained unknown. Also, the yellow-orange-emitting crystal
showed a different molecular formula [(C;oH3,N5),In,Bryg].
However, the structural formula [(CyoH,,N,)4In,Br,], determined
from single-crystal X-ray diffraction (SCXRD) and elemental
analysis, and the emission characteristics, determined from
temperature-controlled steady-state and time-resolved PL mea-
surements, of the isomeric crystals in the current work differ
from those reported in ref. 41, which is attributed to differences
in the synthesis conditions. Nevertheless, the empirical formula
of the reported crystal matches those of the green- and yellow-
emitting isomers. Structurally, these isomers feature four organic
ligands, ten InBrg octahedra, and two inlaid or four face-shared
InBr, tetrahedra per unit cell. Hereinafter, sharing means shar-
ing of In atoms among unit cells. While both isomers contain
eight corner-shared and two face-shared octahedra in their unit
cells, the four face-shared InBr, tetrahedra in the green-emitting
isomer and two unshared InBr, tetrahedra in the yellow-emitting
isomer demonstrate crystal isomerism in indium halides. Inter-
estingly, the green-emitting isomer exhibits a short PL lifetime
(4.5 ns), whereas the yellow-emitting isomer shows a significantly
delayed (> 450 ns), redshifted, and enhanced PL.

44-47

Results and discussion
Preparation and characterization of crystals

We synthesized the isomeric crystals by controlling crystal
nucleation and growth through cooling of a precursor solution
containing 4-piperidinopiperidine (CioHyoN,, 97%), indium
bromide (InBrz, 99%), and aqueous hydrobromic acid (HBr,
47%). The precursor solution was prepared following a proce-
dure reported in the literature®* by dissolving 1.2 mmol of
C10H20N; (201.9 mg) and 1.2 mmol of InBr; (425.4 mg) in 7.8 mL
of aqueous (aq.) HBr solution at 25 °C, followed by heating to
120 °C with vigorous stirring. After 3 h, the temperature was
decreased at 15 °C h™" to 25 °C, predominantly providing large
(50-200 pm) green-emitting crystals. Conversely, small-sized
(10-50 pm) yellow-emitting crystals were formed in an identical
precursor solution cooled at 10 °C h™' from 120 to 25 °C.
Nevertheless, a small fraction (< 15%) of yellow-emitting crystals
was present in the fast-cooled (15 °C h™") solution, and a small
fraction (<20%) of green-emitting crystals was present in the
slow-cooled (10 °C h™*) precursor solutions. We attribute the
crystal structure isomerism and differences in optical properties
to differences in crystal growth rates at different cooling rates.
Photographs of the green- and yellow-emitting isomeric
crystals are shown in Fig. la-d. We examined the crystal
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Fig. 1 SCXRD data of isomeric crystals. (a)—(d) PL images of (CioH22N>)4
In4Bryo single crystals; SCXRD structures of (e) and (g) green- and (f) and (h)
yellow-emitting isomers (the structural difference is shown in Fig. S1b and
c (SI); and (i) PXRD patterns of the green- and yellow-emitting isomers.

structures by single-crystal X-ray diffraction (SCXRD) and ana-
lysed them using VESTA software. The SCXRD structures of the
isomeric crystals are shown in Fig. 1e-h, and the corresponding
SCXRD patterns and the crystallographic parameters are shown
in Fig. 1i, Table 1, and Table S1 (SI). The SCXRD patterns of the
isomers are similar. We used a green-emitting isomer to extract
the simulated XRD pattern from its SCXRD data and compared
it with the experimental powder XRD pattern (PXRD), as shown
in Fig. Sla (SI). Furthermore, we determined the elemental
composition of the crystals from energy-dispersive X-ray
spectroscopy (EDX) in conjunction with scanning electron
microscopy (SEM). As shown in Fig. S2 (SI), the EDX spectrum
of the green-emitting isomer demonstrated the indium to
bromide ratio to be 1:5, which matches the stoichiometry
(1:5) of the yellow-emitting crystal, indicating potential bro-
mide vacancies in the green-emitting isomer. Additionally, we
examined the thermal stability and organic ligand ratio in the
isomeric crystals using differential thermal analysis (DTA). As
shown in Fig. S3 (SI), both crystals demonstrated 20.5% weight
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Table 1 Structural parameters of green- and yellow-emitting isomeric
crystals

Parameters Green-emitting crystal Yellow-emitting crystal

Temperature (K) 298 298

Formula weight 1369.33 1369.33

Space group Pi P1

z 2 2

Crystal system  Triclinic Triclinic

Unit cell a=7726A, 0=75916°, a=7.722 A, a=75.900°

dimensions b=15.542 A, § = 89.357°, b =15.548 A, f§ = 89.379°,
c=16.970 A, c=16.971 A, y = 83.338°
7 = 83.276°

Volume (A%) 1962.59 1962.42

Density (g cm %) 2.3172 2.3174

loss in the 250-350 °C range, consistent with the formula
derived from the SCXRD data.

Surprisingly, the isomers showed the same molecular (unit-
cell) formula [C;0H,,N,),In,Bry,] but different crystal structures
(Fig. 1e and f). We arrived at this formula based on eight corner-
shared InBrg octahedra and two face-shared InBrg octahedra,
contributing two indium and twelve bromine atoms to the unit
cells of both isomers (Fig. 1g and h). Also, the unit cells of the
green-emitting isomer carry four face-shared InBr, tetrahedra
(Fig. 1g). In contrast, the yellow-emitting isomer has two inlaid
(unshared) InBr, tetrahedra (Fig. 1h). The four face-shared or two
inlaid InBr, tetrahedra contribute two indium and eight bromine
atoms to the unit cells of both isomers. The above InBrg octahedra,
shared or unshared InBr, tetrahedra, and four unshared organic
ligands provide the formula (C;oH,,N,),In,Br,, for the isomeric
crystals, demonstrating crystal-structure isomerism. Except for
the difference in shared or unshared InBr, tetrahedra, the lattice
parameters are comparable for the two types of crystals.

Optical properties

The different crystal structures contribute to different optical
properties of the isomers, which were verified using PL images,
absorption, PL, and excitation (PLE) spectra, and PL decays
under different experimental and environmental conditions.
The distinct green and yellow luminescence images of the crystals
(Fig. 1a-d) were obtained under 405 nm laser (27.5 mW cm ™ ?)
excitation using an inverted optical microscope. Fig. S4 (SI)
displays the optical absorption spectra of the green- and yellow-
emitting isomers, which show a distinct absorption cutoff near
300 nm. We calculated the optical band gaps of the green- and
yellow-emitting isomers to be 3.54 eV and 3.68 eV, respectively,
using Tauc plots (inset of Fig. S4, SI), which are comparable to that
of the reported yellow-orange-emitting crystal (3.74 eV).** Normal-
ized PL spectra of the isomeric crystals are shown in Fig. 2a, and
the PLE spectra are shown in Fig. S5 (SI). The yellow-emitting
isomer exhibited higher PL intensity than the green-emitting
ones, irrespective of the crystal size or shape. Also, the green-
emitting isomer showed a broad PL spectrum with an emission
maximum at 530 nm and a full-width at half-maximum (FWHM)
of 165 nm, whereas the yellow-emitting isomer showed an emis-
sion maximum at 590 nm and a FWHM of 150 nm. The redshifted
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Fig. 2 Intrinsic and induced delayed dual emission. (a) PL spectra and (b)
PL decay profiles of green and yellow emitting isomers. (c) PL spectra and
(d) PL decay profiles of green-emitting isomer before and after cracking
and photoirradiation (405 nm, 27.5 mW cm™2).

emission of the yellow-emitting isomer suggests radiative recom-
bination in the shallow band-edge or surface states.

To verify the relationships of the crystal structure to the
surface-related emission from the yellow-emitting isomer and
bromide vacancies in the green-emitting isomer, we estimated
the PLQY and PL lifetimes of the crystals. The absolute PLQY
for the green-emitting isomer was estimated to be 1.4%. The
corresponding PLQY is 28% for the cracked, yellow-emitting,
and photo-irradiated crystals. The low PLQYs support the
hypothesis of a larger number of bromide vacancies in the
green-emitting isomer than the yellow-emitting one. Further-
more, we recorded the PL decays of the isomers using a
picosecond time-correlated single-photon counting (psTCSPC)
microspectroscopic system equipped with a 405 nm ps laser
(70 ps, 500 kHz) to understand the origins of the green and
yellow emissions and relaxation kinetics of photoexcited states.
Fig. 2b shows the PL decays of the isomeric crystals, which were
fitted using the third exponential equation. Both isomers
showed a fast relaxation component, with the decay constants
in the 1.51 x 10%-4.98 x 10® s™' range for the green-emitting
crystals and 1.83 x 10%-5.52 x 10% s~* for the yellow-emitting
crystals. Interestingly, the yellow-emitting isomer exhibited an
amplified and delayed decay component (1.25 x 10°-2.18 x
10° s™"), which is negligibly small for the green-emitting
isomer. Based on the structural difference between the crystals,
we attribute the delayed component to surface-related radiative
recombination. The green-emitting isomer, with its four face-
shared InBr, tetrahedra, shares more bromine atoms with
neighbouring unit cells than the yellow-emitting one. There-
fore, the green-emitting isomer can contain more surface
bromine vacancies than the other, increasing the nonradiative
recombination rate and rendering a short PL lifetime (t,, =
4.5 ns), which is 41.9 ns for the yellow-emitting isomer.

While the green and yellow emissions are the intrinsic
properties of the isomeric crystals, we observed a drastic

This journal is © The Royal Society of Chemistry 2026
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spectral shift (from green to yellow), a significant increase in PL
intensity, and a long PL lifetime (Table S2, SI) when a green-
emitting crystal was cracked and photoactivated. Conversely,
such changes were not observed for the yellow-emitting isomer
(Table S3, SI). To understand the origins of PL colour and
lifetime changes, we examined PL spectra and decays of green-
emitting crystals during cracking, with or without photoactiva-
tion. Here, a crystal sandwiched between two glass slides was
cracked, and its PL properties were examined in real time. As
soon as it was cracked and observed using a microscope and
under a 405 nm laser (27.5 mW cm™?), the emission colour
changed from green to intense yellow (inset of Fig. 2c). The
corresponding PL spectra are shown in Fig. 2¢, showing a
redshift in the spectral maximum from 532 to 592 nm.

To understand the effect of excitation power on the spectral
red-shift, we recorded excitation power-dependent PL spectra of
the green- and yellow-emitting isomers in the 5-55 mW c¢cm™>
excitation range. PL spectral maxima are shown in Fig. S6a (SI).
As the excitation power increased, the PL intensity of both
crystals increased, with the yellow-emitting crystal exhibiting a
more pronounced effect. The corresponding CIE (Commission
Internationale de I’Eclairage) chromaticity coordinates are
shown in Fig. S6b (SI), reflecting the excitation-induced PL
evolution. The underlying mechanism responsible for the
spectral shift is discussed below. Importantly, a long-lived
(>450 ns) decay component became apparent after cracking
and photoirradiation (Fig. 2d). The PL spectral redshift and
long decay component indicate emission from low-lying states,
suggesting that photoactivated surface-related states play a role
in the intense yellow emission.

The PL spectra and decay constants for both isomers, as well
as the high-intensity delayed emission from the yellow isomer,
suggest that the band gaps and different radiative recombina-
tion rates are inherent to the crystal structures. We calculated
the ratio (ky/k.) of the radiative recombination rates for the

. kG kry
isomers as follows:*° =—"  and =
¢G krG + kan d)Y krY + knrY
Also ! and ! Therefore Py
Tc=— v =—. -— =
» 6 krG + kan Y krY + knrY ’ ¢G
kry X Ty

———— where ¢g, k., knrg, and tg are the PLQY, the radiative
kg X 16

rate, the nonradiative rate, and the average PL lifetime of the
green-emitting isomers and ¢y, kyy, knry, and ty are the corres-
ponding properties of the yellow-emitting isomer. From the PL
lifetime values and PLQYs, we estimated the kg and k. values
to be 3.1 x 10° s7' and 2.2 x 10%® s, respectively. The
corresponding rate constants for the yellow-emitting isomer
are estimated to be 6.7 x 10°s™" (ky) and 1.7 x 107 s (knry).
These rates support the enhanced and redshifted PL (Fig. 2c)
from the photo-irradiated green-emitting isomer.

To further understand the origin of the emission dynamics
in Fig. 2c and d, we examined the role of Br vacancies in the PL
properties of pristine green-emitting and cracked crystals by
soaking the crystals in a saturated NaBr solution. We observed
a decrease in PL intensity (Fig. 3a) when a pristine isomer was
immersed in the NaBr solution and examined under a low laser

This journal is © The Royal Society of Chemistry 2026
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fluence (<10 mW cm™?). Similarly, when we applied the NaBr
solution to the cracked crystals, the PL intensity gradually
decreased and blue-shifted (Fig. 3b, Amax = 594 nm), suggesting
that bromide vacancy filling suppresses exciton trapping to the
yellow-emitting state. Relaxation processes in pristine and
NaBr-treated crystals are summarized in Fig. 3c and d. The
low PLQY and blue-shifted emission for the pristine crystal
suggest a higher rate of nonradiative recombination (k) than
ka. The intense and red-shifted emission from the cracked
crystals suggests that the higher trapping rate, ki, than k.
and k.c promotes the population of the yellow-emitting state.
Also, the high-intensity yellow emission suggests kn;p < ki >
k1. Overall, the breaking-induced reconstruction of the energy-
level structure suppresses the competitive nonradiative path-
ways (k) while promoting energy transfer, significantly red-
shifting and enhancing the PL. Nevertheless, we considered
and ruled out the photothermal effect on the green-to-yellow PL
transition at different temperatures (Fig. S7, SI).

Furthermore, we examined the electronic structures of the
crystals using first-principles DFT calculations. Fig. S8 (SI)
shows band structures and density of states (DoS), revealing
2.71 and 2.73 eV band gaps for the green- and yellow-emitting
isomers, respectively. Conversely, the DFT data do not correlate
the PL properties with the electronic structures. Therefore, we
assume that defect-assisted trapping-de-trapping and small
lattice distortions play a significant role in the optical proper-
ties of the isomers.

Photoinduced and thermal PL dynamics

We investigated photoinduced and temperature-induced
changes in the PL spectra and lifetimes of the green- and
yellow-emitting isomers. For both, the PL intensity increased

a g b
— Without NaBr 5 — As-synthesized
=l — Cracked
54 Wit Negr T4 ® — WithNaBr (t;)
3 = / — With NaBr (tyno)
2 L /
> 3 >3 /
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Fig. 3 Halide vacancy filling. PL spectra of as-synthesized green-emitting
crystals (a) before and after NaBr treatment and (b) before and after NaBr
treatment after cracking and photoactivation. The PL images in the upper
and lower panels correspond to the spectra in 'a’ and 'b’. (c) A scheme of
the carrier/exciton recombination process in the green-emitting crystals
(c) before and (d) after cracking.
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with decreasing temperature from 80 to 300 K (Fig. S9, SI).
Compared to the yellow-emitting isomer, the green-emitting
isomer showed a pronounced blueshift in its PL spectrum
(Fig. S9a and b SI). While the temperature-controlled PL spectra
were measured by exciting the sample at 375 nm, the spectral
features were independent of the excitation wavelength, as
shown in Fig. S9c and d (SI). Although the exciton energy
decreases by cooling or increases by heating due to low- or
high-energy phonons, thermal relaxation to the lowest phonon
state (band-edge) determines the PL spectral maxima. Further-
more, we compared the temperature-dependent FWHM (Fig. 4a
and b) of the PL bands and estimated the Huang-Rhys factor
(S), an indicator of electron-phonon interaction strength and
self-trapped exciton (STE) formation, to assess the relationship
between exciton—-phonon coupling and PL properties of the
isomeric crystals. Phonon-assisted STE formation can be eval-
uated using the following equation:*"**

r non
FWHM = 2.36v/Shphonon | | COt —bionn
2kpT

where S is the Huang-Rhys factor, kg is the Boltzmann con-
stant, % is the Dirac constant, and ®phenon iS the phonon
frequency. The S factor is 77.7 for the green-emitting isomer,
which is 18.4 for the yellow isomer (Fig. 4a and b). These S
values are significantly greater than those of standard crystals
such as BAgInCly (S = 4.9*** and 3R-ZnInS; (S = 15),%
indicating efficient phonon-assisted relaxation, which, for the
green-emitting isomer, substantially helps overcome the energy
barrier (E,) between the green- and the yellow-emitting states,
providing an appreciable PL spectral redshift and a longer PL
lifetime.

To further understand exciton-phonon coupling, we ana-
lysed temperature-dependent broadening of the PL linewidth
I'(T) using the established electron-phonon coupling model:

FWHM = I'(T) = I'y + T'ae + I't0,

1
I(T) =Ty + 72T + 710 X 57—

eksT ™

where 'y, I'ac, and I'to are the inhomogeneous linewidths due
to structural disorder, acoustic phonons, and longitudinal
optical phonons. Also, y,. and ;o are the acoustic- and the
optical-phonon coupling coefficients, and Zw is the average
optical phonon energy. Here, we fixed Zw as a constant during
the calculation of the S values (Fig. 4a and b). As shown in
Fig. 4c and d, the green-emitting isomer exhibited a signifi-
cantly greater y;o value than the yellow-emitting isomer, indi-
cating much stronger exciton-optical phonon coupling, while
vac Values are comparable. These results suggest that optical
phonons broaden the PL spectrum of the green-emitting crystal
and play a critical role in its exciton relaxation dynamics,
whereas the yellow-emitting isomer is characterized by relatively
weak electron-phonon coupling, where bromide vacancy-assisted
trapping and further de-trapping into the yellow-emitting state
govern the PL colour.

2806 | Mater. Horiz., 2026, 13, 2802-2808

View Article Online

Communication

a 1250

o
o
R
o

= FWHM = FWHM
1200 | R 500 —Fit
S\ Green-emitting isomer g Yellow-emittingisomer
g 1150 | S=77.7 D 480 I\ S=18.4
E 2‘3"’6"”59:50'4 meV £ * PWphono=40.9 meV
= =0. = R?=0.905
§ 1100 4 I 460
N =
n 440
1050 < -
420
1000 . + T T v
2 4 6 8 10 12 14 2 4 6 8 10 12 14
1000/T (K1) 1000/T (K1)
C 1250 e d 520
Gregnjemldlng isomer Yellow-emittingisomer
1200 — Fitting curve 500{ = Fitting curve
< y=1033.23+39.55 < =394.79+32.04
2 Veo=0.15+0.37 2 480 ¥:=0.29:0.31
£ 1507 y,,=781.20+470.67 = Y0=88.80+258.71 =
b= R?=0.97 = 460{ R?=0.95
L 11004 <
=
s i 440
1050 -
420
1000 v v v v v
50 100 150 200 250 300 50 100 150 200 250 300
e Temperature (K) f Temperature (K)
—~ 5 —
S Green-emitting isomer S Yellow-emittingisomer -
8 | E,~64.3meV 8 , | E;=57.0mev g
> R?=0.99 > R?=0.95
g? g3
£ £
E 2 E 2
g g
g g’
= £ -
o—= 0 . -
2 4 6 8 10 12 14 2 4 6 8 10 12 14

1000/T (K-") 1000/T (K-")

Fig. 4 Huang-Rhys factor estimation. (a) and (b) Plots of PL spectral
widths (FWHM) of (a) green- and (b) yellow-emitting isomers vs. tempera-
ture, showing the Huang—Rhys factors (S). Electron—phonon estimation of
(c) green- and (d) yellow-emitting isomers by fitting the FWHM of the PL
profiles at different temperatures. Calculated activation energies (E,) of the
(e) green- and (f) yellow-emitting isomers.

Fig. 4e and f illustrates the Arrhenius plot of the inverse
relationship between the integrated PL intensity and 7'(80-300 K),
allowing for the estimation of the exciton binding energy using the
I

E,
1+ Aexp(—kBT)
at300K, I(T) is the PL intensity at temperature T, A is the Arrhenius
constant, and E, is the activation energy, which can be considered
as the exciton binding energy (Ep,). We estimated the Ej, values
for the green- and yellow-emitting isomers to be 64.3 meV and
57.0 meV, respectively, both of which are greater than the thermal
energy at room temperature (26 meV).”® Therefore, these findings
provide strong evidence that the PL of the (C;oH;,N,)4In,Bryg
isomeric crystals originates from exciton recombination rather
than free carriers.

To clarify the intrinsic green and yellow emissions as well as
the cracking- and photoinduced changes in the PL properties of
the green-emitting isomer, we classify the emitting states into
states governed by highly polar lattice phonons and shallow
STE states (yellow-emitting) dominated by surface phonons,
which are common to metal halides.**” Therefore, the green
emission originates from the lattice phonon-exciton-coupled
states. In contrast, the intrinsic yellow emission is assigned to
the surface phonon-exciton-coupled STE states. From a surface
area perspective, the surface phonon density in an intact

equation I(T) = ,>* where I, is the PL intensity

This journal is © The Royal Society of Chemistry 2026
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microcrystal should be lower than the lattice phonon density,
leading to green emission. Nevertheless, the short PL lifetime
and the low PLQY of the green-emitting isomer suggest that the
nonradiative recombination rate (k,,g) dominates the relaxa-
tion of the excited state. However, when a crystal was cracked
and photoactivated, the trapping rate (k,, Fig. 3d) and the de-
trapping rate (kq¢) result in a redshifted PL spectrum, a higher
PL intensity, and a longer PL lifetime than the parent crystal.

Conclusions

This work demonstrates isomeric organic-inorganic indium
bromide 0D single crystals (C;oH,,N5)4In,Br,, exhibiting fast
green and delayed yellow emissions. The intrinsic differences
in the PL colour, spectra, and lifetimes of these crystals are
attributed to their lattice structures comprising ten identical
InBr, octahedra in both lattices, four face-shared InBr, tetra-
hedra in the green-emitting isomer, and two unshared InBr,
tetrahedra in the yellow-emitting isomer. Despite the distinct
colours originating from crystal isomerism, relaxation from the
green-to-yellow-emitting states, which provides delayed fluores-
cence, originates from strong exciton-phonon coupling, as
derived from the activation energy and Huang-Rhys factor.
These findings provided new insights into engineering iso-
meric 0D hybrid halide crystals with distinct PL colours, offer-
ing a foundation for developing next-generation optical devices.
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