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We report a solvent-free mechanochemical route for the selectively synthesis of three different caesium
cobalt chlorides: CsCoCls, Cs,CoCly, and CszCoCls, by simply tuning the CsCl: CoCl, precursor ratio.
This is the first comprehensive comparative study of these phases synthesized in pure form, enabling a
clear correlation between composition, crystal structure, and optoelectronic properties. Each phase exhi-
bits a unique Co®* coordination geometry: octahedral in CsCoCls and tetrahedral in Cs,CoCl, and
Cs3CoCls, as revealed by XRD, SEM-EDS, Raman, and XPS, with several features reported here for the first
time. All phases display high thermal stability and narrow optical bandgaps (1.65-1.70 eV), supported by
ligand field analysis and CIE colorimetry. Valence and conduction band energies determined by VB-XPS
and cyclic voltammetry reveal a systematic, composition-driven tuning of energy levels across the series.
Importantly, the band edge alignment are suitable for visible-light-driven hydrogen evolution and photo-
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voltaic applications. SCAPS-1D simulations predict power conversion efficiencies up to 17.1%, positioning
these halocobaltates as promising absorbers. Altogether, this work introduces a scalable synthesis route
and demonstrates the potential of cobalt-based halide frameworks as modular systems for solar energy
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Introduction

There has been a renewed and growing interest in metal halide
perovskites, both hybrid and fully inorganic, driven by their
remarkable optoelectronic properties and wide range of poten-
tial applications. This resurgence was undoubtedly triggered
by the success of the hybrid perovskite CH;NH;Pbl;,"* whose
outstanding semiconducting behavior and light-harvesting
capability in solar cells have led to an unprecedented increase
in power conversion efficiencies, reaching over 30% within a
decade.>* This breakthrough not only underscored the poten-
tial of metal halide frameworks for photovoltaics, but also
catalyzed intensive research into lead-free alternatives with
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improved stability and compositional flexibility.”™* In particu-

lar, the pursuit of non-toxic, thermally stable, and composi-
tionally tunable alternatives has turned attention to new
families of halide perovskites and perovskitoids, aiming to pre-
serve the desirable optical and structural features while
expanding chemical diversity."*™*®

This exploration has naturally extended to transition metal-
based halide systems, where replacing lead with other metals
introduces opportunities to modulate structural, magnetic,
and optical properties.””2® Cobalt-based halides are especially
intriguing due to the flexible coordination chemistry of Co*",
and its characteristic d-d electronic transition within the
visible and near-infrared range. These features make cobalt
halides attractive candidates for light-absorbing and photo-
active materials, with potential applications beyond conven-
tional photovoltaics. Within this family, the CsCl-CoCl,
system contains three well-defined stoichiometric phases:
CsCoClz, Cs,CoCly, and Cs;CoCls, each featuring distinct
structural motifs and cobalt coordination environments.
However, despite their compositional simplicity and structural
richness, these compounds have remained synthetically chal-
lenging to isolate as pure phases via conventional methods,
and as a result, there is a limited body of work reporting their

This journal is © The Royal Society of Chemistry 2025
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properties, and many of their fundamental characteristics as
well as potential applications, remain poorly understood.
Among the well-established characteristics of these phases is
their magnetic behavior. CsCoCl; exhibits Ising-like antiferro-
magnetic ordering with frustrated interchain interactions at
low temperatures.?”"*® Cs,CoCl, behaves as a quasi-one-dimen-
sional antiferromagnet with Co>" (S = 1) chains and XY-type
interactions, showing long-range order below 22 K.*%3°
Cs;CoCl;s displays magnetic anisotropic due to spin-orbit
coupling and crystal field effects, and can be described by an
effective S = 1 spin Hamiltonian.*!

The crystallization behavior of CsCoCl;, Cs,CoCl,, and
Cs3CoCl; has been studied using both melt- and solution-
based approaches, revealing significant differences in phase
stability, compositional constraints, and synthesis times.
Among the three, Cs,CoCl, is the most synthetically accessible,
readily forming from stoichiometric mixtures via slow evapor-
ation over several days.*>** CsCoCls, by contrast, has only been
obtained from melts using a slight excess of CoCl,,**** or
from aqueous solution under narrowly controlled evaporation
conditions and with a large excess of CoCl,.*® Cs;CoCl;s
requires an excess of CsCl and similarly tight compositional
windows, whether synthesized from melt or in solution, typi-
cally over long evaporation periods.**=”~3°

In this context, mechanochemical synthesis has emerged as
a powerful alternative for the preparation of inorganic com-
pounds, particularly in systems where conventional methods
are limited by solubility, volatility, or selectivity.*>*' This
solvent-free approach enables the direct formation of crystal-
line materials under ambient conditions, often with superior
control of stoichiometry and without requiring prolonged
thermal treatments.”” Notably, mechanochemistry has
proven especially effective for accessing metastable phases,
complex halide and oxyhalide systems, and compounds that
are otherwise inaccessible or unstable in melt or solution
routes. ™’

In the present work, we report the solvent-free mechano-
chemical synthesis of the halocobaltate phases CsCoCls,
Cs,CoCly, and Cs;CoCls, as phase-pure products obtained by
direct reaction of stoichiometric amounts of CsCl and CoCl,
under ambient conditions. A comprehensive characterization
of the materials is presented, including structural analysis by
powder X-ray diffraction (XRD), morphological inspection by
scanning electron microscopy (SEM), and vibrational analysis
through Raman spectroscopy. The thermal behavior was
assessed using simultaneous thermogravimetric analysis and
differential scanning calorimetry (TGA-DSC). Furthermore,
optical absorption was investigated via UV-Vis-NIR spec-
troscopy and diffuse reflectance, and the electronic structure
of each compound was probed using valence-band XPS, cyclic
voltammetry (CV), and solar cell simulations performed with
the SCAPS-1D software. These results not only demonstrate the
efficacy of mechanochemistry for accessing halide phases with
controlled stoichiometry but also provide new insights into the
structure—-property relationships and highlight their potential
in optoelectronic and photovoltaic applications.

This journal is © The Royal Society of Chemistry 2025
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Experimental
Materials and synthesis

All sample handling was performed under an Ar atmosphere.
Caesium chloride (CsCl, >98%, Sigma-Aldrich) and cobalt(i)
chloride (CoCl,, 97%, Sigma-Aldrich) were weighed in molar
ratios of 1:1, 2:1, and 3:1, to synthesize CsCoCl;, Cs,CoCly,
and Cs;CoCls, respectively. The mixtures were loaded into
50 mL stainless steel jars along with 8 mm stainless steel
balls, maintaining a ball-to-sample mass ratio of 100:1. The
jars were mounted in a TMAX-XQM planetary ball mill and
operated at 500 rpm for 60 minutes.

Characterization

X-ray powder diffraction (XRD) was carried out using a
Malvern PANalytical diffractometer equipped with Cu Ka radi-
ation (A = 1.54056 A) and a linear X’Celerator detector, covering
the angular range 5° < 26 < 70°. Full-profile refinements were
performed by the Rietveld method as implemented in the
Jana2020 software.*

Scanning electron microscopy (SEM) images were acquired
on a FEI Quanta 650 FEG, operated at 30 kV in high-vacuum
mode. Elemental analysis was carried out using an Inca 250
SSD XMax20 detector. Quantification was performed using
ZAF correction procedures and calibrated against appropriated
standards: KClI for Cl, and Co metal for Co.

X-ray photoelectron spectroscopy (XPS) measurements were
performed using a STAIB Instrument Surface Analysis Station
1 RQ300/2, with Al Ka radiation (1 = 1486.6 eV) as the exci-
tation source.

Raman spectroscopy was conducted using a Jasco NRS-4500
confocal Raman microscope, equipped with a Peltier-cooled
CCD detector and a 532 nm laser. Spectra were collected over
the 50-3600 cm™" range with a 2 cm™'. Each spectrum was
acquired by accumulating six 50 seconds scans at a laser
power of 1.8 mW with 10% attenuation to minimize sample
degradation.

Thermal analysis was carried out using a Netzsch Jupiter
STA 449 instrument for simultaneous thermogravimetric ana-
lysis (TGA) and differential scanning calorimetry (DSC).
Heating and cooling rates were 10 °C min~" under nitrogen
flow (50 mL min~"), in the temperature range of 20 °C-700 °C.

UV-Vis-NIR spectroscopy was performed using a Jasco V-770
spectrophotometer equipped with an integrating sphere to
account for diffuse reflectance. Spectra were collected from
200 to 2500 nm on polycrystalline powders at room tempera-
ture, using BaSO, as a non-absorbing reference. The reflec-
tance data were converted using the Kubelka-Munk transform-
ation, F(R) = ((1 — R)*/2R), and optical bandgaps were esti-
mated by extrapolating the linear region of the Tauc plots.
Additionally, CIE Lab* color coordinates were extracted from
the reflectance spectra using the Color Analysis module in
JASCO Spectra Manager (D65 standard illuminant, 10° obser-
ver, 380-780 nm), providing quantitative assessment of the
perceived sample color.

Dalton Trans., 2025, 54, 1006-11015 | 11007
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Electrochemical measurements were performed on a
BioLogic VMP3 potentiostat using a conventional three-elec-
trode configuration. The working electrode consisted of a
glassy carbon disk (0.0707 cm?) modified with a drop-cast ink
prepared by dispersing 10 mg of the sample in 1 mL of metha-
nol and 10 pL of Nafion. A platinum wire and silver wire were
used as the counter and reference electrodes, respectively, the
latter connected via a salt bridge containing 0.1 M tetraethyl-
ammonium tetrafluoroborate (TEABF,, 99%, Acros Organics)
in dichloromethane (CH,Cl,, >99.5%, Sigma-Aldrich).
Measurements were carried out in an inert atmosphere using
the same electrolyte. A ferrocene/ferrocenium (Fc/Fc') redox
couple (50 mM ferrocene, Sigma-Aldrich) dissolved in 0.1 M
TEABF,/CH,Cl, was employed as an internal pseudoreference
for potential calibration. The onset of oxidation and reduction
processes were used to estimate the valence and conduction
band edge positions.

Solar cell simulations were performed using SCAPS-1D
(version 3.3.12, University of Ghent).*>*° A planar n-i-p device
structure was modeled with the architecture FTO/TiO,/absor-
ber/Spiro-OMeTAD, employing layer thicknesses of 100, 30,
200, and 90 nm, respectively. Standard parameters for FTO,
TiO,, and Spiro-OMeTAD were taken from literature and
SCAPS databases,” while absorber parameters such as
bandgap, electron affinity and energy levels were experi-
mentally derived. The absorbers were modeled as lightly
n-doped semiconductors (donor concentration 1 x 10*> em™),
with carrier mobilities set to 5 cm® V™' s, effective density of
states (N, and N,) of 2 x 10*® em™, and a dielectric constant of
9.0. A mid-gap trap with a density of 1 x 10'> cm™ was also
included. Simulations were conducted under AM1.5G illumi-
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nation (100 mW cm™2, 300 K), yielding key photovoltaic para-
meters such as J-V curves, short-circuit current (Js), open-
circuit voltage (Vo.), fill factor (FF), and power conversion
efficiency (PCE).

Results and discussion

The three caesium cobalt chloride phases synthesized via
direct mechanochemical milling are readily distinguishable by
their characteristic colours, which reflect differences in cobalt
coordination geometry. CsCoCl; exhibits a turquoise hue, con-
sistent with high-spin Co®>" in octahedral environment, while
Cs,CoCl, and Cs;CoCls appear cyan-blue, indicating tetra-
hedral coordination. All samples are highly sensitive to moist-
ure and air, gradually turning purple upon exposure due to
hydration and the formation of Co®*"-aquo species. The struc-
tural identity and crystallinity of the mechanosynthesized pro-
ducts were confirmed by powder X-ray diffraction and Rietveld
refinements (Fig. 1 top). The experimental patterns match
closely the calculated models, and the low residuals support
the phase purity and structural fidelity of the synthesized
materials (Table S1T). CsCoCl; and Cs,CoCl, were refined as
single-phase products, whereas the Cs;CoCls sample displays a
minor impurity attributed to CsCl, evidenced by a weak reflec-
tion near 260 ~ 21.6°. The slightly elevated background
observed in all patterns is attributed to diffuse scattering from
adsorbed moisture, a common feature in air-sensitive chlor-
ides. These results demonstrate the successful and selective
formation of each target phase under solvent-free conditions.
Structurally, the three compounds exhibit distinct Co®>" coordi-
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(Top) Rietveld-refined X-ray diffraction patterns (black points: observed; red line: calculated; blue line: difference; black ticks: reflections

position) of mechanochemically synthesized samples. Inset show the visual appearance of each sample. (bottom) Crystal structures illustrating the
progression from infinite columns of face-sharing CoClg octahedra to isolated tetrahedra. Green, purple-blue, and cyan spheres represent Cl, Co,

and Cs atoms, respectively.
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nation environments that evolve with increasing Cs: Co ratio.
CsCoClj; crystallizes in a hexagonal structure featuring infinite
columns of face-sharing CoCls octahedra aligned along the
[001] axis. In contrast, Cs,CoCl, adopts an orthorhombic struc-
ture with isolated CoCl, tetrahedra distributed throughout the
lattice. Cs;CoCl; also contains discrete CoCl, tetrahedra
embedded in a three-dimensional array where Cs’ cations
bridge and stabilize isolated CoCl,*” tetrahedra. The refined
crystallographic parameters for each phase are summarized in
Table S1.}

The morphology and elemental homogeneity of the
CsCoClj, Cs,CoCly, and CszCoCls samples were examined by
SEM and EDS. As shown in Fig. S1,T all three phases exhibit
compact polycrystalline aggregates, with particle sizes in the
range of 1-10 pm. CsCoCl; displays larger faceted domains
with angular edges, while Cs,CoCl, and Cs;CoCls reveal more
granular morphologies composed of rounded, densely packed
particles. Elemental mapping (Fig. S2-S4f) confirms that Cs,
Co, and Cl are homogeneously distributed throughout the
selected crystallites for all three compositions. Quantitative
EDS analysis, calibrated using external standards, further sup-
ports the expected stoichiometries, with atomic ratios in excel-
lent agreement with the nominal Cs: Co:Cl values of 1:1:3,
2:1:4, and 3:1:5, respectively. These results validate the
compositional uniformity and phase purity of the mechano-
chemically synthesized samples.

X-ray photoelectron spectroscopy was used to assess the oxi-
dation state and local chemical environment of cobalt in the
three synthesized samples (Fig. 2a). The Co 2p core-level
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spectra of all three samples display two principal peaks corres-
ponding to Co 2p3/, and Co 2p,/, centered at ~781 and ~796
eV, respectively. The observed spin-orbit splitting (15.44-15.91
eV) and the presence of characteristics shake-up satellites
confirm the Co”" state.>® Although the binding energies differ
only slightly among the samples, notable variations are
observed in the full width at half maximum (FWHM) of the
2psss peak: CsCoCl; exhibits the narrowest signal (3.28 eV), fol-
lowed by Cs;CoCl;s (3.31 eV) and Cs,CoCl, (3.591 eV). These
differences likely reflect variations in local symmetry and elec-
tronic delocalization, with the sharper signal in CsCoCl;
indicative of greater structural order, consistent with its octa-
hedral coordination of Co>*, while broader peaks in Cs,CoCl,
and Cs;CoCls align with more distorted tetrahedral
environments.>*> These results corroborate the phase-depen-
dent structural motifs and confirm the uniform +2 oxidation
state of cobalt across the series.

The low-frequency Raman spectra (< 400 cm™) of the
samples reveal distinct vibrational signatures consistent with
their respective cobalt coordination environments and crystal-
lographic symmetries (Fig. 2b). In CsCoCl;, the spectrum
resolves five well-defined modes corresponding to the expected
A;y + Ej; + 3E,; representations of the P6s/mmc space
group.’®” For the orthorhombic lattice of Cs,CoCly, the spec-
trum exhibits broad overlapping bands characteristics of its
rich vibrational manifold (42 Raman-active modes). Three
regions can be discerned: lattice modes (< 100 cm™"), Cl-Co-
Cl bending modes (100-140 c¢cm™'), and Co-Cl stretching
modes (> 280 cm™').>®* Cs;CoCl; also shows distinct tetra-
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Fig. 2 (a) High-resolution Co 2p XPS spectra of CsCoClz, Cs,CoCl,, and Cs3zCoCls, showing characteristic Co?* 2p3/2 and 2py/, peak and satellite
features; full width at half maximum (FWHM, in eV) values are indicated. (b) Raman spectra of the three phases, highlighting vibrational fingerprints
corresponding to octahedral and tetrahedral Co—Cl coordination environments, as well as lattice modes indicated by *. (c) Thermogravimetric and
differential scanning calorimetry (TGA-DSC) profiles showing thermal stability and endothermic transitions up to the melting points of each

compound.
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hedral CoCl, vibrational signatures with three main bands at
87, 120, and 282 cm ™", assigned respectively to external lattice,
bending (E,), and symmetric stretching (A;,) modes. These
assignments are in good agreement with reports on structu-
rally analogous Cs;MCl; compounds (M = Fe, Cd, Mg).** %

The thermal behaviour evaluated by TGA-DSC shows
different features for each phase (Fig. 2b). CsCoCl; displays
three endothermic transitions, with the most intense event at
544 ©°C attributed to congruent melting. Lower-temperature
peaks at 497 °C and 527 °C are assigned to eutectic equilibria
involving Cs,CoCl,; and CoCl,. Cs,CoCl, shows thermal events
at 522 °C and 598 °C, the latter corresponding to its congruent
melting. Cs;CoCl; exhibits transitions at 534 °C and 558 °C,
also consistent with eutectic and melting processes.®® These
results confirm the thermal stability of all three compounds
well above room temperature and establish their feasibility for
integration into functional devices processed at moderated to
high temperatures.

Optical absorption measurements reveal distinct spectral
signatures consistent with the Co** coordination environment
in each phase (Fig. 3a). CsCoCl; exhibits three well-defined
spin-allowed transitions at approximately 1646, 826, and
600 nm, corresponding to the *T;(F) — *T,(F), *A,(F), and
“T,(P) excitations, respectively.®* On the other hand, Cs,CoCl,

View Article Online
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and Cs3;CoCls show nearly identical spectra characterized by
two spin-allowed transitions at 1942 and 670 nm, assigned to
the *Ay(F) — “Ty(F) and “Ty(P) transitions. Analysis of these
transitions using Tanabe-Sugano diagrams allowed the extrac-
tion of ligand field parameters (Table S27), which corroborate
the structural assignments: octahedral Co®>" in CsCoCl; exhi-
bits a larger ligand field splitting (4), while the slightly lower
Racah (B) and nephelauxetic (f) parameters observed in the
tetrahedral Co>" phases suggest more localized and covalent
Co-Cl interactions in Cs,CoCl, and Cs,CoCls. Additionally, col-
orimetric analysis based on the measured spectra further sup-
ports these distinctions, yielding CIE Lab coordinates
(Table S17) that differentiate the samples by hue: turquoise for
CsCoCl; and cyan-blue for Cs,CoCl, and Cs;CoCl; (Fig. 3a,
inset).

Building on these ligand field characteristics, the optical
bandgaps energies were evaluated by diffuse reflectance spec-
troscopy using the Kubelka-Munk transformation (Fig. 3b). All
three compounds exhibit absorption edges in the near infrared
to visible region, confirming their nature as narrow bandgap
semiconductors. For Cs,CoCl, and Cs;CoCls, a sharp absorp-
tion was observed at 1.66 and 1.65 eV, respectively. In contrast,
CsCoCl; displays a more complex spectrum consisting of two
main features: a subtle absorption at 1.50 eV associated with
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Fig. 3 (a) Optical absorption spectra showing Co?* d-d transitions in CsCoCls (octahedral) and Cs,CoCls/Cs3CoCls (tetrahedral). Forbidden tran-
sitions are not indicated. (b) Tauc plots derived from diffuse reflectance (Kubelka—Munk function), used to estimate the optical bandgaps: 1.70 eV
(CsCoCls), 1.66 eV (Cs,CoCly), and 1.65 eV (Cs3CoCls). (c) Cyclic voltammetry profiles used to extract onset oxidation and reduction potentials for

estimation of valence and conduction band positions.
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(a) Valence band spectra obtained by XPS, showing extrapolated onsets used to determine EVB values. (b) Absolute energy level diagrams of

CsCoCls, Cs,CoCly, and Cs3zCoCls determined by CV and VB-XPS, compared with common charge transport layers (FTO, TiO,, Spiro-OMeTAD) and
redox potentials of water (H*/H, and H,0/O,). (c) Simulated J-V curves for planar heterojunction solar cells using each compound as the absorber
layer (FTO/TiO,/absorber/Spiro-OMeTAD), highlighting the predicted performance metrics: open-circuit voltage (V.), short-circuit current (Jg), fill

factor (FF), and power conversion efficiency (PCE).

internal d-d transition, and a stronger onset around 1.70 eV
attributed to the optical bandgap. These results reinforce the
electronic distinctions between octahedral and tetrahedral
Co>" environments and support the potential of these com-
pounds for low-bandgap optoelectronic applications.

To further explore the electronic properties, cyclic voltam-
metry was employed to estimate the frontier energy levels of
the three compounds (Fig. 3c).®®> The valence band (EVB) and
conduction band (ECB) energies were calculated from the oxi-
dation and reduction onset potentials, using the ferrocene/fer-
rocenium (Fc/Fc') couple as an internal reference (—4.80 eV vs.
vacuum, Fig. $51).°°°® For CsCoCl;, EVB and ECB were deter-
mined to be —5.85 eV and —4.17 eV, respectively, yielding an
electrochemical bandgap of 1.68 eV. Similarly, Cs,CoCl, and
Cs;CoCl; exhibit EVB/ECB values of —5.78/—4.11 eV and
—5.55/—3.90 eV, respectively, with corresponding bandgaps of
1.67 and 1.65 eV. These values are in excellent agreement with
the optical bandgaps derived from diffuse reflectance, con-
firming the reliability of the methods and reinforcing the
intrinsic semiconducting character of the phases.

To corroborate the electrochemical data and further probe
the electronic structure, valence band XPS was performed. The
EVB values were extracted from the extrapolated leading edges
of the spectral and referenced to the vacuum level (Fig. 4a). For
CsCoCl;, Cs,CoCly, and Cs;CoCls, the EVB positions were
determined to be —5.72, —5.79, and —5.88, respectively. By sub-
tracting the optical bandgaps determined from diffuse reflec-
tance spectroscopy, the corresponding ECB were estimated as
—4.03, —4.12, and —4.21 eV. These values are consistent with
those obtained by CV, validating the internal consistency
between spectroscopic and electrochemical methods. The pro-
gressive downshift of both EVB and ECB across the CsCoCl;-
Cs,CoCl,—Cs;CoCl; series (Fig. 4b) reflects the effect of compo-
sitional variation on band edges positions. Altogether, these
findings confirm the narrow bandgap semiconducting nature
of these materials and reveal the potential for fine-tuning their

This journal is © The Royal Society of Chemistry 2025

electronic  structure through structural and chemical
modification.

The absolute energy level diagrams derived from VB XPS,
CV, and optical spectroscopy suggest that CsCoClz, Cs,CoCly,
and Cs;CoCls, are promising candidates for optoelectronic and
photocatalytic applications. All three compounds exhibit con-
duction band minima above the H'/H, reduction potential
(—4.44 eV) and valence band maxima below the H,0/O, oxi-
dation potential (—5.67 eV), indicating their thermodynamic
suitability for overall water splitting under visible light
irradiation (Fig. 4b).°®’° Additionally, their band edge align-
ment is compatible with common charge transport materials
used in photovoltaic devices: electron extraction by TiO, (ECB
= —4.0 eV) or SnO, (ECB = —4.2 eV), and hole extraction by
NiO, (EVB = —5.4 eV) or Spiro-OMeTAD (EVB = —5.2 eV) would
be energetically favorable.”*”*

Given this energetic compatibility, the photovoltaic poten-
tial of these materials was further evaluated through SCAPS-1D
simulations. Planar heterojunction solar cells with a standard
FTO/TiO,/absorber/Spiro-OMeTAD architecture were modeled
for each compound. The predicted power conversion efficien-
cies (PCE) reached 14.7% for CsCoClz, 16.8% for Cs,CoCly,
and 17.1% for Cs;CoCls, driven by high open-circuit voltages
and fill factors above 87% (Fig. 4c). The higher PCEs of the
tetrahedral phases reflect their narrower bandgaps and
improved alignment within the devices stack. While these
simulations represent idealized conditions, they underscore
the potential of Cs-Co-Cl halometalates as compositionally
tunable absorbers for low-bandgap photovoltaics and inte-

grated solar-driven systems.

Conclusions

In this work, we have conducted the first comprehensive com-
parative study of the cobalt chloride phases CsCoCls,

Dalton Trans., 2025, 54, 11006-11015 | 11011
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Cs,CoCly, and Cs;CoCls, synthesized as phase-pure materials
via a rapid and solvent-free mechanochemical approach. By
tuning the CsCl:CoCl, ratio, each phase was selectively
obtained within one hour, highlighting the efficiency and pre-
cision of this method. Detailed structural, spectroscopic, and
electronic characterizations, including SEM-EDS mapping, CV,
and VB XPS, are presented here for the first time for this
family of halide cobaltates. The compounds feature distinct
structural motifs, octahedral Co®>" in CsCoCl; and tetrahedral
Co?" in Cs,CoCl, and Cs;CoCls, which result in well-defined
differences in their vibrational, optical, and electronic pro-
perties. This clear structure-property correlation is evidenced
by their unique Raman fingerprints, d-d transitions, ligand
field parameters, and colorimetric profiles. Bandgaps in the
narrow 1.65-1.70 eV range were confirmed by both optical and
electrochemical methods, and absolute band edge positions
obtained by VB XPS reveal systematic shifts in EVB and ECB
with increasing Cs content, highlighting the tunability of their
electronic structure via coordination and compositional
control. Thermal analysis confirms the robustness of all three
phases up to their melting points, and their band alignments
are well-positioned for both photocatalytic water splitting and
photovoltaic applications. SCAPS-1D simulations further
support this, predicting PCEs exceeding 17% under ideal con-
ditions, placing these materials among promising candidates
for low bandgap solar absorbers.

Overall, this study introduces an efficient synthetic strategy
and reveals key structure-property relationships, establishing
cobalt-based halide frameworks as a versatile platform for
future optoelectronic and solar energy technologies.
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