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Simultaneously possessing energy conversion propetrties and reconfigur-
able anisotropic structures due to their fluidity, semiconducting liquid
crystals are an emerging class of soft materials for generating and
detecting polarized photons. However, band-gap engineering of liquid
crystalline substances remains challenging. Herein, semiconducting
liquid crystals exhibiting discotic nematic ordering, linearly polarized
monochromatic photoluminescence or broadband white-light emission,
and polarization-dependent light-responsiveness (generation of photons
and photocurrents) were systematically developed by transforming two-
dimensional organic—inorganic metal halide perovskites into mesogenic
colloidal nanoparticles. The emission wavelengths of the perovskite
liquid crystals could be adjusted with an accuracy of 5 nanometers over
a wide range in the visible region by compositional variations, indicating
the possibility of fabricating polarized light-emitting or optoelectronic
devices with desired band gaps using these materials.

Introduction

The combination of semiconductivity and liquid crystalline struc-
tures provides charge-transfer and photon-exciton interaction
processes with reconfigurable anisotropic optical and electrical
environments, therefore have applications in linearly or circularly
polarized light sources,"” photodetectors,® lasers,'"" field-effect
transistors,">™* and various types of smart optoelectronics.'**®
Liquid crystals with intrinsic semiconducting properties were
mainly developed in two ways: by modifying molecular or

“School of Nano-Tech and Nano-Bionics, University of Science and Technology of
China, 96 Jinzhai Road, Hefei, Anhui, 230026, P. R. China

b I-Lab, Suzhou Institute of Nano-Tech and Nano-Bionics of the Chinese Academy of
Sciences, 398 Ruoshui Road, Suzhou Industrial Park, Suzhou, Jiangsu, 215123,
P. R. China. E-mail: pxwang2020@sinano.ac.cn

“ NANO-X Vacuum Interconnected Nanotech Workstation, Suzhou Institute of Nano-
Tech and Nano-Bionics of the Chinese Academy of Sciences, 385 Ruoshui Road,
Suzhou Industrial Park, Suzhou, Jiangsu, 215123, P. R. China

+ Electronic supplementary information (ESI) available. See DOI: https://doi.org/

10.1039/d4mh01876a

This journal is © The Royal Society of Chemistry 2025

Tingting Zhou,?® Penghao Guo,® Xuelian Jiang,?® Hongbo Zhao,

¥ ROYAL SOCIETY
PP OF CHEMISTRY

Semiconducting liquid crystalline dispersions with
precisely adjustable band gaps and polarized
photoluminescencer

% Qing Zhang®

New concepts

In this study, luminescent liquid crystals with precisely tunable semiconduct-
ing bandgaps were synthesized. Simply through elemental doping, the emis-
sion wavelengths of these liquid crystals could be adjusted in the visible range
with an accuracy of 5 nm, which has not been achieved in the past by other
liquid crystalline materials. Liquid crystals emitting red, green, blue, and
white light were systematically developed. Owing to their self-assembled
anisotropic superstructures and semiconductivity, they could generate
polarized light and detect polarized photons by producing polarization-
dependent photocurrents. These results suggest a new and low-cost
approach to hierarchically structured semiconductors with versatile optical
and electronic properties, which may have applications in polarized light
sources (e.g:, LCD backlights), photodetectors, and robotic imaging systems.

colloidal semiconductors with liquid crystalline moieties posses-
sing geometrical anisotropy,'” >* or by turning semiconductive
materials into one-dimensional or two-dimensional anisotropic
mesogenic nanoparticles.”** However, due to the limitations
from organic synthesis (for molecular mesogens) or morphologi-
cal control (for colloidal mesogens), it is often not easy to precisely
adjust the bandgaps of semiconducting liquid crystals over a wide
range. To solve this problem, we considered introducing liquid
crystallinity to metal halide perovskites, an emerging type of
solution-processable semiconductors.*®*™°

Metal halide perovskites, consisting of corner-sharing metal
halide octahedral units and organic ammonium spacer cations,
possess excellent compositional and structural diversity as well as
tunable semiconducting properties, and therefore have applica-
tions in solar cells,* light-emitting diodes,*™** lasing systems,**
photodetectors,”>™*” ferroelectrics,*®*’ electro-optical devices,”®
photocatalysis,”" etc. Some attempts have been made to combine
liquid crystalline species with perovskites. By using molecular
liquid crystals as additives, organic ligands, or templates, perovs-
kite materials with improved photovoltaic or optoelectronic per-
formances might be synthesized.”>™>> In a special case, by
incorporating polyfluorinated imidazolium spacer cations in the
crystal lattices of hybrid organic-inorganic halide perovskites,
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thermotropic liquid crystallinity was achieved.®® Nevertheless,
lyotropic liquid crystalline phases of metal halide perovskite
nanoparticles would still be worth investigating since colloidal
mesogens may preserve the intrinsic physical properties of bulk
crystals. Compared with other semiconductors that could be
turned into liquid crystals, the bandgaps of perovskites can be
accurately adjusted from near-ultraviolet to near-infrared by
structural modulation and elemental doping, based on which a
large family of semiconducting liquid crystals with different
emission wavelengths and other desired electrical/magnetic prop-
erties might be systematically developed.

In this research, through microcrystallization processes
induced by anti-solvents (solvents miscible with the primary
solvent but could not dissolve the perovskite precursors) and
facilitated by surfactants, lead(u)- and manganese(u)-based two-
dimensional organic-inorganic metal halide perovskites (R-NH3),-
MX, were transformed into colloidal lyotropic liquid crystalline
dispersions in nonpolar solvents, where the organic ligands
R-NH; ranged from aliphatic to aromatic ammonium cations
with diverse molecular lengths, and the halide anions X could
be chloride, bromide, iodide, or their mixtures. Moreover, lead(n)
halide perovskite liquid crystals exhibited polarized photolumi-
nescence and polarization-dependent photon-detection features
characteristic of their direct semiconducting bandgaps and struc-
tural orderliness (Fig. 1). These results suggest a new way to
combine highly-tunable semiconductivity with the versatile light-
manipulation abilities of self-assembled ordered superstructures,
which may help develop polarized optoelectronic or light-emitting
devices.

Results and discussion

Preparation of colloidal nanoplatelets of metal halide
perovskites

The synthesis of liquid crystalline mesogens was carried out with a
series of organic-inorganic metal halide perovskites including bis-
(n-butylammonium)tetrabromoplumbate(u), bis(2-phenylethyl-
ammonium)tetrachloroplumbate(u), bis(2-phenylethylammonium)-
tetrabromoplumbate(u1), bis(2-phenylethylammonium)tetra-
iodoplumbate(u), bis[(4-chlorophenyl)methylammoniumltetrachloro-
manganate(u), bis[(4-fluorophenyl)methylammonium]tetra-
chloromanganate(u), and bis(phenylmethylammonium)tetra-
chloromanganate(u), the crystal structures of which have been
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measured by X-ray diffraction and deposited in the Cambridge
Crystallographic Data Centre.”” Crystals of the above perovskites
were obtained from aqueous solutions using a slow-cooling
crystallization method (Fig. S1 and S2, ESIt), where (CeHs-
CH,-NH;3),MnCl, and (4-Cl-C¢H,~CH,-NHj3),MnCl, crystalized
in the monoclinic space group Cc, while (4-F-C¢H,~CH,-
NHj3;),MnCl, crystalized in the orthorhombic space group Pnma
(Fig. S3, ESIT). Through an antisolvent-induced microprecipita-
tion process facilitated by high-speed stirring and organic
surfactants, nanocrystals of metal halide perovskites were
synthesized,>® which were collected and purified by ultracentri-
fugation, stabilized by surfactants, and finally dispersed in
anhydrous chlorobenzene to form stable colloidal suspensions
with concentrations of about 200 mg mL™'. As revealed by
scanning electron microscopy (SEM) and atomic force micro-
scopy (AFM), nanocrystals prepared from manganese(n)-chlor-
ide, lead(u)-chloride, and lead(u)-bromide perovskites exhibited
two-dimensional geometry with square, rectangle, or hexagonal
shapes as well as widths ranging from hundreds of nanometers
to several micrometers, while nanocrystals of (CeHs—CH,-CH,-
NH3;),Pbl, appeared as three-dimensional thick cuboids (Fig. S4
and S5, ESIT). A typical batch of (CeHs—CH,-CH,-NH;),PbBr,
nanoplatelets showed diameters of 400-2000 nm and thick-
nesses of about 20-40 nm (Fig. 2A, B and Fig. S6, ESIt),
corresponding to aspect ratios of 10 to 100. Powder X-ray
diffraction (PXRD) analysis of solid films obtained by drying
the colloidal dispersions gave diffraction patterns comparable to
those calculated from the corresponding single-crystal structures
(Fig. 2C and Fig. S7, ESIt), confirming the preservation of
perovskite crystal lattices in the nanoplatelets.

Liquid crystalline microstructures in colloidal dispersions of
perovskite nanoplatelets

When observed by polarized optical microscopy (POM) between
two perpendicularly oriented linear polarizers, the as-prepared
colloidal dispersions of metal halide perovskites (except for
(C¢H5—CH,-CH,-NHj3),Pbl, dispersions, which did not exhibit
lyotropic liquid crystallinity) showed birefringent microstruc-
tures resembling the discotic nematic liquid crystalline textures
formed by other polydispersed nanoparticles with two-
dimensional geometry (Fig. 2D).>>® Orientations of the local
nematic directors could be revealed by inserting a 530-nm full-
wavelength retardation plate. A blue hue appears where the

Fig.1 Schematic diagram illustrating the composition, self-assembled superstructures, and polarized photoluminescence features of perovskite liquid

crystals.
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Fig. 2 (A) and (B) SEM (A) and AFM (B) images of (CgHs—CH,—CH,—-NH=),PbBr4 nanoplatelets. (C) PXRD patterns measured from synthesized (CgHs—
CH,—-CH,—NH3),PbBr4 nanoplatelets (upper red curve) and simulated based on the single-crystal structure of (CeHs—CH,—CH>—NH3),PbBr, (lower blue
curve). (D)-(F) POM images showing liquid crystalline textures in a chlorobenzene suspension of (CgHs—CH,—CH,—-NH3),PbBr, nanoplatelets. The
sample was placed between crossed linear polarizers (one in the east—west direction and the other in the north—south direction). Orientations of local
nematic directors could be identified by inserting a 530-nm full-wavelength retardation plate with its slow axis oriented in the northeast—southwest
direction (E) and (F). The sample was rotated by 90 degrees from (E) to (F). (G)—(I) Cross-sectional SEM images showing the ordered alignment of (CgHs—
CH,-CH,-NH3),PbBrs nanoplatelets captured within a crosslinked poly(methyl-methacrylate-co-styrene) matrix by photo-initiated in situ radical

polymerization. Color bar: (B) 0-44.6 nm. Scale bars: (A) 2 um, (B) 100 nm, (D)—(F) 200 pm, (G) 2 um, (H) 1 um, (I) 500 nm.

slow axis (with a higher refractive index) of the sample is
parallel to the slow axis of the wave plate, while a yellow color
would be observed where the fast axis (with a lower refractive
index) of the sample is parallel to the slow axis of the wave plate
(Fig. 2E, F and Fig. S8, S9, ESIt). Phase behaviors of these
colloidal liquid crystals might be explained by the Onsager
theory.®" The critical volume fraction for isotropic-anisotropic
phase transitions increases as the average diameter-to-
thickness ratio of mesogenic nanoplatelets decreases.®> ®°
Since the aspect ratios of cuboidal-shaped (C¢Hs—CH,-CH,-
NH3;),Pbl, nanocrystals were relatively low (1.5-4.0 according to
SEM images), the critical volume fraction would be so high that
self-assembly may not occur before aggregation happened.
Furthermore, to directly visualize the self-assembly beha-
viors of perovskite nanoplatelets, the solvent of a liquid crystal-
line dispersion (1.1 mL) was replaced with a homogeneous
mixture of methyl methacrylate (0.6 mL), phenylethylene (styr-
ene, 0.4 mL), divinylbenzene (0.1 mL, cross-linker), and

This journal is © The Royal Society of Chemistry 2025

diphenyl(2,4,6-trimethylbenzoyl)phosphine oxide (10 mg,
photo-initiator). Microstructures formed in this colloidal
suspension could be rapidly captured and solidified within
cross-linked poly(methyl-methacrylate-co-styrene) networks by
photo-initiated in situ radical polymerization upon ultraviolet
irradiation (365 nm). The resultant perovskite/polymer compo-
site films were cracked to give fresh cross-sections. As revealed
by scanning electron microscopy, perovskite nanoplatelets
unidirectionally self-assembled into discotic nematic liquid
crystalline phases with tangential (i.e., planar) anchoring
conditions (Fig. 2G, H and Fig. S10, ESIt), where the nanoplate-
lets preferentially aligned parallel to the liquid/solid interface
at the bottom of the dispersion. At higher magnifications,
individual mesogenic nanoplatelets were directly observed with
nanometer-scale resolution, which arranged in a face-to-face
configuration that could efficiently occupy the space and mini-
mize the excluded volume of this colloidal system (Fig. 21).?”*
The structural orderliness of perovskite liquid crystals was also

Mater. Horiz., 2025, 12, 3399-3407 | 3401
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characterized by X-ray techniques. In the two-dimensional
grazing-incidence wide-angle and small-angle X-ray scattering
(GIWAXS/GISAXS) patterns of a (C¢Hs—CH,-CH,-NHj;),PbBr,
liquid crystal placed on a horizontal substrate, the intensities
of the diffraction rings concentrated in vertically spaced arcs
centered on the meridional axis (Fig. 3A and B), suggesting that
the mesogenic nanoplatelets were orderly arranged perpendi-
cular to the vertical direction.®

Tunable photoluminescence properties of perovskite liquid
crystals

Under ultraviolet irradiation (365 nm), lyotropic liquid crystals
of (C¢Hs~CH,-CH,-NH;),PbCl,, (C¢Hs-CH,-CH,-NH;),PbBr,,
and (CH;-CH,-CH,-CH,-NH;),PbBr, nanoplatelets exhibited
blue- to violet-colored photoluminescence with emission peaks
at 510 nm, 415 nm, and 418 nm, as well as quantum yields of
0.56%, 2.92%, and 2.95%, respectively (Fig. 4A-E and Fig. S11,
ESIY). Since metal halide perovskites consist of ionic species,
the semiconducting properties of perovskite liquid crystals
could be readily controlled by compositional adjustments.
Liquid crystals of (CeHs—CH,-CH,-NHj3),PbCl,Br, showed
broad-band white light emissions (with a quantum yield of
1.93%) that may arise from self-trapped excitons (Fig. 4A and
Fig. S12, ESIt).””7? The emission peaks of (C¢H;~CH,~CH,-
NH;),PbBr,l, , liquid crystals red-shifted from 415 nm to
509 nm as the value of x decreased from 4 to 1 (liquid crystal-
linity disappeared when the ratio between bromide and iodide
anions was lower than 1/3, which might be caused by the
decrease of diameter-to-thickness ratios of perovskite nano-
particles), and in this way liquid crystals with cyan and green
photoluminescence were obtained (Fig. 4B, E and Fig. S13, 514,
ESIt). The quantum yields of the (C¢Hs-CH,-CH,-NHj3),-
PbBr,I, and (C¢Hs—CH,-CH,-NHj;),PbBrl; liquid crystals were
measured to be 0.58% and 0.45%, respectively, where the
radiative recombination efficiency in these mixed-halide per-
ovskites may have been reduced by halide segregation, phase
separation, and higher concentrations of defects.”> The

Fig. 3
liquid crystal.
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defective and inhomogeneous features of doped perovskites
also affected the shapes of the photoluminescence emission
spectra of (C¢Hs—CH,-CH,-NH;),PbBr,I, , liquid crystals,
resulting in the breaking of symmetry and broadening of the
emission peaks (Fig. 4E).

By doping colloidal mesogens of lead bromide perovskites
with manganese(u) cations, red-light-emitting liquid crystals of
(Ce¢H5-CH,-CH,-NHj3),Pb, Mn, ,Br, were prepared (Fig. 4C, D
and Fig. S15, ESIt). Moreover, liquid crystalline dispersions of
(C¢Hs5-CH,—CH,-NHj3),PbBr,I, , nanoplatelets with x = 2.35,
2.20, 2.00, 1.85, and 1.40 showed emission wavelengths of
470 nm, 475 nm, 480 nm, 485 nm, and 490 nm, respectively
(Fig. 4F), indicating that the energy band gaps of perovskite
liquid crystals could be precisely adjusted over a wide wave-
length range in the visible region. Preservation of perovskite
crystalline lattices in the above liquid crystals containing mixed
divalent metal cations or halide anions was confirmed by
powder X-ray diffraction analysis.

Polarized luminescence and light-responsiveness of perovskite
liquid crystals

Simultaneously possessing long-range structural anisotropy
and semiconducting properties, perovskite liquid -crystals
might be able to emit and/or detect polarized photons like
other luminescent materials with anisotropic structures. A
colloidal liquid crystalline dispersion of perovskite nanoplate-
lets was sandwiched between a pair of two plane-parallel glass
plates that were separated by a distance of about 100 micro-
meters, and this thin flat layer of liquid crystal was illuminated
by unpolarized ultraviolet light (365 nm) from the direction
perpendicular to it. Photoluminescence emission spectra were
measured from the tangential direction of the liquid crystal
layer, where a rotatable linear polarizer was placed between the
liquid crystal and the spectrometer to examine the polarization
anisotropy of the emitted light. While rotating the polarizer,
correlations between the polarization angle (i.e., the angle of
the polarization plane with reference to the thin liquid

(A) and (B) Two-dimensional grazing-incidence wide-angle (A) and small-angle (B) X-ray scattering patterns of a (C¢Hs—CH,—CH,—NH3),PbBr,

This journal is © The Royal Society of Chemistry 2025
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(A)-(C) Photographs showing the emission of colloidal liquid crystalline dispersions (sealed in quartz cuvettes with an internal width of 10 mm and

an optical path length of 0.5 mm) of metal halide perovskites under 365-nm ultraviolet light: PEA,PbCly (A1), PEA,PBbCLBr, (Az), PEAPDBr, (As),
PEAzpbBr}s'o_s (Bl), PEAZPbBr3|1 (Bz), PEAzpbBrz_sllvs (B3), PEAzpbBr2|2 (B4), PEAzpbBrl_slz_s (Bs), PEAZPbBr1I3 (Bs), and PEAzpbo_sMno_zBr4 (C), where PEA
represents 2-phenylethylammonium cations (CgHs—CH,—CH,—NHs"). (D)-(F) Photoluminescence spectra of liquid crystals of different perovskites
(excited by 365-nm light): (D) PEA,PbCl, (green), PEA,PbCL,Br; (blue), and PEA,Pbg gMng 2Br4 (red); (E) PEA,PbBr,l4_,, where x = 4.0, 3.5, 3.0, 2.5, 2.0, 1.5,
and 1.0 from left to right; (F) PEA,PbBr,l4_,, where x = 2.35, 2.20, 2.00, 1.85, and 1.40 from left to right.

crystalline layer) and the integrated photoluminescence inten-
sity after passing through the polarizer were recorded. In a
typical experiment, the visible light emitted by a colloidal liquid
crystal of (C¢Hs—CH,-CH,-NH3),PbBr, was found to be linearly
polarized along the direction parallel to the mesogenic nano-
platelets (ie., parallel to the glass substrates due to planar
anchoring), and a degree of polarization (defined as DOP =
(Imax — Imin)/(Imax + Imin), where I,y and I, are the maximum
and minimum emission intensities, respectively) of about 0.14
was revealed (Fig. 5A).

Afterwards, the semiconducting liquid crystal layer was
irradiated in the tangential direction with polarized ultraviolet
light (365 nm), and its photoluminescence spectrum was
collected from the normal direction. A representative sample
of (Ce¢Hs-CH,-CH,-NH;),PbBr, liquid crystals exhibited
polarization-dependent photo-responsiveness as its emission
intensity reached maximum values when the incident excita-
tion light was linearly polarized parallel to the perovskite
nanoplatelets, and the degree of polarization was measured
to be about 0.19 (Fig. 5B). Colloidal liquid crystalline disper-
sions of (CHs—CH,~CH,~-NH,),PbCl,, (CeHs~CH,~CH,-NHj,),-
PbCl,Br,, (C¢Hs-CH,-CH,-NH;),PbBr,I,, and (CeHs~CH,-
CH,-NH3;),PbBrlI; nanoplatelets also showed anisotropic light-
emitting properties as well as responsiveness to polarized
photons, with degrees of polarization ranging from 0.06 to
0.32 as determined using similar experimental protocols
(Fig. S16 and Table S1, ESIt). Further improvements in the

This journal is © The Royal Society of Chemistry 2025

degrees of polarization might be achieved by increasing the
structural orderliness of the liquid crystalline dispersion, or by
removing perovskite nanocrystals with low aspect ratios since
these colloidal components would emit non-polarized light
upon excitation and therefore decrease the overall DOP of the
liquid crystal layer.”*”> Moreover, by spin-coating perovskite
liquid crystals onto interdigitated electrodes (indium tin oxide
on transparent glass substrates; each device consisted of 16
pairs of digits that were 13 mm long and 0.2 mm wide, and
every two adjacent digits were separated by a distance of
0.2 mm), electrical and photoelectronic properties of dried
liquid crystalline films could be preliminarily evaluated. The
conductivities of the films remarkably increased as the power
density of incident ultraviolet light was raised from 0 to 35.30
milliwatts per centimeter squared (Fig. 5C), indicating that
charge-carriers were generated when photons struck the semi-
conducting mesogenic nanoplatelets. Under pulsed illumina-
tion, the films produced photocurrents with abrupt and
reproducible on-off switching characteristics (Fig. 5D), the rise
and decay times (10-90%) of which were measured to be
approximately 20 milliseconds (Fig. 5E). Photocurrents in per-
ovskite liquid crystalline films were also investigated with
respect to the polarization angle of the excitation light
(365 nm, 35.30 mW cm? before passing through the linear
polarizer), where maximum responsiveness occurred when
the polarization plane of the incident light was parallel to the
plate-shaped mesogens (Fig. 5F). Although it was difficult to

Mater. Horiz., 2025, 12, 3399-3407 | 3403
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(A) and (B) The integrated photoluminescence intensity of a (CgHs—CH,—CH,—NH=),PbBr4 liquid crystal as a function of the polarization angle of

the emission light (A) or the excitation light (B). Sine-squared waveforms (plotted as solid curves) have been fitted to the experimental results (square
symbols). (C) and (D) Current-voltage characteristics (C) and time-resolved photocurrents (D) of a (CeHs—CH,—CH,—NH3),PbBr4 liquid crystalline film

under 365-nm illumination with power densities of O (black), 3.57 (red), 8.15
decay kinetics of the photocurrent during an on-off cycle of light (365 nm,

(orange), 17.65 (green), 27.20 (cyan), and 35.30 mW cm™2 (blue). (E) Rise and
35.30 mW cm™2). (F) Photocurrents of a (CgHs—CH,—CH,—NHs),PbBr, liquid

crystalline film in relation to the polarization angle of the incident light. A constant bias voltage of 1.5 volts was applied in (D)—(F).

quantitatively determine the contributions of anisotropic
absorption of polarized light in thin films with discotic
nematic ordering to the above experimental results,”® the
overall performances of perovskite liquid crystals suggest
that these soft and ordered semiconductors may find appli-
cations in the generation and/or detection of polarized
photons.

Conclusion

In summary, lyotropic liquid crystalline dispersions formed by
plate-shaped colloidal nanocrystals of two-dimensional
organic-inorganic metal halide perovskites were prepared
through antisolvent-induced micro-precipitation processes,
where the perovskites may consist of divalent manganese(ir)
or lead(un) cations, different types of aromatic or aliphatic
ammonium spacers, and halide anions such as chloride, bro-
mide, iodide, or their mixtures. Liquid crystals of lead halide
perovskites exhibited linearly polarized photoluminescence
and polarization-dependent responses to incident photons,
and the semiconducting band gaps of these anisotropic fluids
could be precisely adjusted over a relatively wide range by
compositional variations, giving rise to a series of luminescent
liquid crystals with emission wavelengths tunable from blue to
green at intervals of 5 nm. These results suggest that trans-
forming metal halide perovskites into colloidal liquid

3404 | Mater. Horiz., 2025, 12, 3399-3407

crystalline mesogens might be a promising approach to the
systematic development of semiconducting materials with
structural orderliness and readily controllable band gaps,
which may find applications in polarized light sources, digital
displays, and optical communication systems.

Experimental methods
Synthesis of metal halide perovskites

In a representative experiment, a clear and hot (heated to 373 K)
aqueous solution containing hydrochloric acid (11.9 mol L™,
manganese(n) acetate tetrahydrate (0.10 mol L"), and [(4-
fluorophenyl)methylJamine (0.20 mol L™") was slowly cooled
to 298 K over a period of 2 hours in a glass flask without
disturbance, giving light pink-colored plate-shaped crystals of
(4-F-C¢H,-CH,-NH;),MnCl,. The crystals were collected by
vacuum filtration, then washed five times with cyclohexane,
and finally thoroughly dried at 298 K under vacuum. Crystals of
(4-Cl-C¢H,~CH,-NH;),MnCl, and (C¢H;-CH,-NH;),MnCl,
were synthesized with the same experimental parameters using
[(4-chlorophenyl)methylJamine and phenylmethylamine as pre-
cursors for organic ammonium cations, respectively.

As revealed by single-crystal X-ray diffraction analysis,
(C¢H5-CH,-NH;),MnCl, crystalized in the monoclinic space
group Clcl with unit cell parameters of a = 3.2430(8) nm, b =
0.51630(14) nm, ¢ = 1.0327(3) nm, alpha = gamma = 90 degrees,
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beta = 98.217(7) degrees, and Z = 4; (4-F-C¢H,~CH,-
NH;),MnCl, crystalized in the orthorhombic space group Pnma
with unit cell parameters of a = 1.04140(6) nm, b = 3.2068(2) nm,
¢ = 0.51535(3) nm, alpha = beta = gamma = 90 degrees, and Z = 4;
while (4-Cl-C¢H,~CH,-NH;),MnCl, crystalized in the monoclinic
space group Cc with unit cell parameters of a = 3.4411(4) nm,
b = 0.51714(5) nm, ¢ = 1.04163(10) nm, alpha = gamma = 90
degrees, beta = 98.670(4) degrees, and the number of formula units
per unit cell Z = 4.

For lead-based perovskites, crystals of (CH3;~CH,-CH,-CH,-
NH;),PbBr, were synthesized using hydrobromic acid
(8.8 mol L"), lead(m) oxide (0.50 mol L™"), and n-butylamine
(1.00 mol L™Y); crystals of (C¢Hs-CH,-CH,-NH;),PbBr, were
synthesized using hydrobromic acid (8.8 mol L"), lead(u) oxide
(0.15 mol L™ "), and 2-phenylethylamine (0.30 mol L™ "); crystals
of (C¢Hs—CH,-CH,-NH3),PbCl, were synthesized using hydro-
chloric acid (11.9 mol L™"), lead(u) oxide (0.15 mol L"), and
2-phenylethylamine (0.30 mol L™"); while crystals of (CgHs—
CH,-CH,-NH;),Pbl, were synthesized using hydroiodic
acid (7.5 mol L"), lead(u) oxide (0.20 mol L™%), and 2-
phenylethylamine (0.40 mol L™).

Preparation of liquid crystalline dispersions of perovskites

In a typical procedure, a clear N,N-dimethylformamide solution
(0.30 mL; denoted as V1) of (CeHs—CH,-CH,-NH;),PbBr,
(1.0 mol L™ C1) crystals was slowly added to an anhydrous
chlorobenzene solution (10.0 mL; the chlorobenzene was pre-
dried over anhydrous copper(u) sulfate that had been heated
at 523 K for 3 hours in a round-bottom glass flask and then
cooled to 298 K with the flask sealed with a rubber stopper) of
cis-9-octadecenoic acid (oleic acid; 1:1000 by volume, around
3.151 mmol L™ '; C2) and cis-1-amino-9-octadecene (oleylamine;
1:1000 by volume, around 3.039 mmol L™'; C3) at a stirring speed
of 2400 revolutions per minute. About 5 minutes later, the
reaction mixture was centrifuged at 9000 rpm for 10 minutes in
a sealed centrifuge tube. The supernatant fluid was decanted to
remove N,N-dimethylformamide and excess ions, and the solids
of perovskite nanocrystals were redispersed in a chlorobenzene
solution (10.0 mL) of cis-9-octadecenoic acid (1:1000 by volume;
C4) and cis-1-amino-9-octadecene (1:1000 by volume; C5) by
sonication. Afterwards, the dispersion was centrifuged again at
9000 rpm for 30 minutes, and the solid sediments were redis-
persed in a chlorobenzene solution (1.0 mL) of cis-9-octadecenoic
acid (1:1000 by volume; C6) and cis-1-amino-9-octadecene
(1:1000 by volume; C7) by sonication to form a concentrated
suspension of perovskite nanocrystals, which exhibited lyotropic
liquid crystalline behaviors when examined under polarized
optical microscopy.

With some modifications to the above procedure, colloidal
liquid crystals of other perovskites could be synthesized. Liquid
crystalline dispersions of (C¢Hs;-CH,-NH3),MnCly, (4-F-C¢H,-
CH,-NH;),MnCl,, and (4-Cl-C¢H,—~CH,-NHj;),MnCl, were pre-
pared with V1 = 0.60 mL, C1 = 0.75 mol L%, C2 = 1:2000
by volume (about 1.575 mmol L"), C3 = 1:2000 by volume
(about 1.520 mmol L"), and C4 = C5 = C6 = C7 = 0. Liquid
crystals of (CH3;-CH,-CH,-CH,-NH;),PbBr, were obtained
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with V1 = 0.10 mL and C1 = 1.5 mol L™". Liquid crystals of
(C¢H5-CH,—-CH,-NHj3;),PbCl, were prepared with V1 = 0.60 mL
and C1 = 0.5 mol L.

Liquid crystals of (C¢Hs-CH,-CH,-NH3),PbCl,Br, were
obtained by using an N,N-dimethylformamide solution
(0.30 mL) of (C¢Hs~CH,-CH,-NH,),PbCl, (0.25 mol L") and
(C¢H5-CH,-CH,-NH;3),PbBr, (0.25 mol L") as the perovskite
precursor solution. Liquid crystals of (CgHs-CH,-CH,-
NH3),PbBr,I, , were prepared with an N,N-dimethylfor-
mamide solution (0.30 mL) of (C¢Hs—CH,-CH,-NH3),PbBr, (x/
4 mol L") and (C¢Hs~CH,-CH,-NHj,),Pbl, (4 — x)/4 mol L") as
the perovskite precursor solution. Liquid crystals of (C¢Hs—CH,-
CH,-NHj;),Pb, gMn, ,Br, were prepared by using an N,N-
dimethylformamide solution (0.375 mL) of (C¢Hs—CH,-CH,-
NH;),PbBr, (0.8 mol L") and MnBr, (0.2 mol L") as the
perovskite precursor. All other experimental parameters were
kept the same as in the preparation of (CeHs—CH,-CH,-
NHj3;),PbBr, liquid crystals.
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