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Highly efficient Zn,_,Cd,S catalysts with sphalerite
structures synthesized via a novel green method for
hydrogen production by water splittingf
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The present study focuses on the development of a photochemical reactor coupled with a mass
spectrometer for the in situ detection of the H, generation rate of the photochemical water splitting
process. To do so, sphalerite-type Zn;_,Cd,S catalysts were synthesized, characterized, and tested as
a proof-of-concept for the development of the equipment with applied materials. The sulphides were
obtained by means of a green synthetic method, which avoids the use of toxic non-aqueous solvents
and the application of high temperatures. The prepared Zn/Cd sulphide catalysts were physicochemically
characterized by XRD, TEM, diffuse reflectance spectroscopy and electrochemical impedance
spectroscopy. Afterwards, the catalytic performance of the materials towards hydrogen (photo)
production was studied by means of the photoreactor coupled with the mass spectrometer. On the one
hand, the results show the suitability of the photoreactor designed to measure the reaction rate under in
situ conditions, exhibiting clear changes in the scan rate upon increasing the light energy (from visible to
UV light). On the other hand, a high hydrogen production was achieved for Zng ;Cdg 3S with a maximum
value of 29.5 mmol ge. * after 100 minutes under visible light. This production is significantly higher
than those previously reported in the literature for other standard materials, indicating the high potential
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1. Introduction

The end of the 20th century and the beginning of the new
millennium has been marked by the environmental and fuel
crisis,' among other political problems. Therefore, in recent
decades, scientists and engineers have investigated new routes
to achieve clean and sustainable energy that does not depend
on fossil fuels.” In this regard, hydrogen has been proposed as
a suitable alternative. However, it is hardly found in nature, and
therefore, it is desirable to develop better and cheaper ways to
produce it at high purity levels. Nowadays, hydrogen production
is based on the exploitation of non-renewable sources, such as
gas and coal (normally labelled as non-environmental or grey
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of our materials for green hydrogen production.

hydrogen). The production of hydrogen through environmen-
tally renewable sources (also known as green hydrogen) is still
in its initial stages. Thus, the global production of green H, was
lower than 2% of the total production in 2021.° For this reason,
it is necessary to increase both research and investment in the
next years. Several alternative methods have been proposed for
producing green hydrogen, aiming to achieve higher produc-
tion rates, lower costs, and the use of renewable sources to
boost the procedure. In this sense, hydrogen photoproduction
through water splitting has become an interesting option to
fulfil these necessities.* Diverse sustainable strategies on the
green hydrogen production have been proposed. Among them,
photocatalysis is probably the cheapest and easiest method.>*

In 1972, Honda and Fujishima™® reported that water could
be broken down into its elementary atoms (H, and O,), by
means of the water splitting technique onto a TiO, surface.’
This technique consists of breaking the water molecules into
molecular oxygen and hydrogen using UV and visible radia-
tion.'* However, the rapid recombination of the photoexcited
electrons and holes hinder this process, leading to an inefficient
exploitation of visible light, which is among the other limita-
tions of TiO, in photocatalytic reactions."* The current trend is
the use of co-catalysts to reduce the recombination of electrons
and holes and the activation energy. Instead, significant
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research efforts have been devoted to the search of semi-
conductor materials for water splitting, such as metal-doped
and undoped oxides,”*™* (oxy)nitrides,">** sulfides,"” etc., as
well as free-metal carbon materials (g-C3N,).** The typical
metals>'**° used for doping are usually those with an electronic
configuration of d° and d*°.

Both CdS and ZnS show wurtzite (ICSD: #154187) and
sphalerite (ICSD: #81925) polymorphs. The latter is derived
from cubic closest packing, while the first one comes from
hexagonal closest packing. That means both crystal structures
are quite close, and one can obtain wurtzite or sphalerite
depending on the synthesis conditions. Most of the existing
works on CdS for the sphalerite structure are heterojunctions of
the sphalerite and wurtzite structure.”** It has been
reported*' that the properties of CdS can be improved by
forming nanocomposite structures with other functional
nanomaterials, or by establishing heterojunctions between the
different polymorphs.*»* In this sense, a good example is the
zinc sulphide structures doped with cadmium, Zn, ,Cd,S,
which presents higher activity due to the change in the posi-
tions of the valence and conduction bands.**?** However, few
authors have studied this compound under UV light
conditions,*** and no previous studies have been found for the
polymorph sphalerite under these conditions. This family of
compounds is controversial because the maximum hydrogen
production is not always obtained for the same composition.*®
To explain this, several DFT-based theoretical calculations of
free energy have been reported for related reactions on ZnS and
CdS surfaces.* Other studies suggest that the strength of this
family of compounds is directly related to the position of the
valence band, having enough redox power with an optimal band
gap value to allow it to absorb a large amount of radiation from
the visible spectrum onwards.*»*® This is mainly because the
addition of cadmium to the system reduces the band gap, but
maintains the conduction band at values close to 3 eV, which is
considered a suitable value for water splitting. It is well known
that noble metals such as rhodium, palladium and platinum
dramatically enhance the efficiency of hydrogen evolution for
CdS. However, platinum loading on ZnS shows limited
improvement. Moreover, the high cost of noble metals limits
their large-scale application.**> One significant challenge is to
find a high-performance non-noble metal cocatalyst.'****
Transition metal co-catalysts, metal-organic frameworks, or
carbon-based nanocomposites are some promising options.****
For example, the addition of nickel or cobalt oxides significantly
improves hydrogen production for CdZnS compounds.**** The
Zn,_,Cd,S photocatalyst exhibited better stability in the pres-
ence of Na,S and Na,SO; as the sacrificial agent, whereas it
exhibited relatively poor stability in the presence of ethanol.*
When no sacrificial agents are present, the reactions that take
place for CdS are as follows:**>*

w<Eht e (1)
CdS +2h* —» Cd** + S (2)
2H,0 +2¢~ — H, + 20H™ 3)
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The sacrificial agent plays a fundamental role in preventing
the corrosion that occurs on the catalyst. This problem was
addressed by Ningzhong Bao et al.>* The photogenerated elec-
trons in eqn (1) are employed in eqn (3) to give rise to hydrogen
production. At the same time, the generated holes (eqn (1)) react
in two pathways: (a) sulphite ions (SO,;>") are oxidized to sulfate
ions (SO4>7); and (b) sulfide ions (S*7) are oxidized to disulfide
ions (S,”7):

SO;*>~ + 20H™ + 2h* — SO,* + H,0 (4)
28>+ 2h* — S, (5)

The S,>” ions present two problems: (a) they act as a light
filter due to its yellowish coloration; and (b) they compete in the
proton reduction reaction. However, with the presence of SO;>~
ions in the medium, the following reaction takes place:

S;27 + 80577 — S,05% + §* (6)

The presence of disulfide ions, S,>~, in solution stabilizes the
catalyst and inhibits the appearance of surface defects. This
phenomenon, together with the processes described in eqn (4)
and (5), help to stabilize and reduce the photocorrosion
produced in the catalyst.>*

In this study, the Zn, ,Cd,S solid solution has been
prepared in a facile and environmentally friendly way, and was
subsequently structurally and electrochemically characterized.
We combined two approaches to address the stability: doping
CdS with ZnS, and using a Na,S/Na,S,0;-based sacrificial agent
by keeping the synthesis route simple and environmentally
friendly. We then studied the hydrogen production by water
splitting using the obtained catalysts.

2. Experimental
2.1 Reagents

The following reagents were purchased and used without
further purification steps: Cd(CH3COO),-2H,0 (Merck, 99.5%);
Zn(CH;3;COO0),-2H,0 (Merck, 99%); Na,S-xH,O (Aldrich, >60%);
Na,SO; (VWR-Chemicals, 98.1%), CdCl, H,O (Aldrich, 98%);
ZnCl, (Merck, 98%); CS, (Merck, 99.5%); ethylenediamine
(Merck, synthesis grade); ethanol (Scharlau, 70%); butanol
(Panreac, 99.5%); Nafion® (5%, Sigma-Aldrich); argon (Air
Products, 99.999%). TGA was carried out to determine the
number of water molecules in the hydrate compound,
Na,S-xH,0.

2.2 Preparation of Zn, ,Cd,S

2.2.1 7Zn, ,Cd,S with sphalerite structure. A typical
synthesis was performed by dissolving 10 mmol of zinc/
cadmium acetate in 50 mL of distilled water to prepare
a 0.2 M solution in metal. Another solution of 25 mmol of Na,S
in 50 mL of distilled water was prepared (0.5 M in $>7). The first
solution was added dropwise very slowly over the latter and with
stirring, which was maintained for 1 hour at room temperature.
The resulting solid was separated by centrifugation at 4200 rpm

© 2024 The Author(s). Published by the Royal Society of Chemistry
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for 10 minutes, washed twice with cold deionized water and
once with ethanol, with centrifugation each time. Subsequently,
it was dried overnight in an oven at 60 °C. A very fine yellowish
powder of Zn, ,Cd,S was obtained, with x = 0.0; 0.2; 0.5; 0.7;
0.8; and 1.0.

2.2.2 ZnS/CdS with wurtzite structure. The synthesis was
performed following a modification of the method described
elsewhere.”® In a typical synthesis, 4 mmol of zinc/cadmium
chloride was dissolved in 5 mL of deionized water and 15 mL
of butanol. Then, 30 mL of ethylenediamine was added drop-
wise to this solution, followed by 0.5 g of CS,. This mixture was
heated by reflux for 1 hour. The resulting powder was obtained
by centrifugation, washed twice with water and once with
ethanol, and dried at 60 °C overnight.

2.3 Characterization

The XRD patterns were performed with an Empyrean PAN-
alytical X-ray diffractometer using Cu K, radiation (¢ =
1.54056 A) in a 20 range from 10° to 80°. The phase identifi-
cation was performed using the X'Pert HighScore Plus soft-
ware with the PDF-4 database. For the transmission electron
microscopy study (TEM 200 kV, Jeol JEM 2100), the sample was
prepared by suspending 25 mg of catalyst in absolute ethanol
in an ultrasonic bath for 20 minutes. Subsequently, a portion
of the dispersion was taken, and a drop was deposited onto
carbon-coated copper TEM grids. The diffuse reflectance
spectra (DRS) were recorded using a UV-visible spectropho-
tometer from Agilent Technologies, model Cary 5000. BaSO,
powder, used as the reference, was mixed in a mortar with the
photocatalyst. The Fluorolog FL3-21 fluorescence spectro-
photometer (Jobin Yvon HORIBA) was used to record steady-
state luminescence spectra of the selected samples in the
VIS region at room temperature in front face mode (back-
scattering geometry) using an Xe lamp (450 W) as the excita-
tion light source. A photomultiplier tube R928 detector was
used to collect the signal.

Electrochemical impedance spectroscopy (EIS) was carried
out with an Autolab potentiostat/galvanostat equipped with
a frequency response analyser (Autolab-PGSTAT204-FRA32M) to
achieve the flat-band potential (Vi) and an estimation of the
location of the conduction band. A glass three-electrode half-
cell was used to perform the EIS experiments with 0.1 M
Na,SO; as the background electrolyte. The electrode setup
consisted of a reversible hydrogen electrode (RHE) in the sup-
porting electrolyte as the reference electrode and a glassy
carbon (GC) rod as the auxiliary electrode. The potentials in this
work are referred to the RHE. As the working electrode, several
catalyst inks were produced and drop-casted onto the surface of
a glassy carbon disk (geometric area = 0.0706 cm?®). The inks
were achieved by sonication of 4 mg of photocatalyst in 15 pL of
Nafion and 5 mL of ultrapure water, and then 10 pL of the ink
was immobilized onto the GC disk under argon flux. After the
immersion of the working electrode, the capacitance of the
system was recorded at 1000, 1500 and 2000 Hz in a potential
range between —0.7 and 0.0 V, applying potential steps of
50 mV. After the experiments, the validity of the Mott-Schottky

© 2024 The Author(s). Published by the Royal Society of Chemistry
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plots was assessed®® and the value of the flat-bands was
obtained.

Hydrogen photocatalytic production was studied by means
of a configuration designed and built in our laboratory, as
described previously.'*** Briefly, this system includes an
elliptical-based cylindrical reflecting wall, which generates two
focal points. Thus, the reactor is placed in one of the focal
points of the ellipse and the radiation lamps in the other one.
Using this configuration, a homogeneous reflection of the light
is produced and concentrating at the reactor focus through the
geometry of the ellipsis. The latter consists of a double-walled
borosilicate flask that allows a flow of water in the inner wall
for temperature control purposes during the experiment. UV
mercury (Philips, HPA Synergy 300 W) and visible (Leuci Classic
Halogen linear, 500 W) lamps were used as radiation sources.
Hydrogen photochemical production was monitored continu-
ously using an Omnistar mass spectrometer (Pfeiffer Vacuum)
connected to the reactor outlet by a PTFE capillary. Additionally,
a continuous nitrogen gas transport flow of 15 mL min~" was
passed through the reactor set by a mass flow controller. To
quantify the amount of hydrogen produced, the H, channel
signal provided by the mass spectrometer was previously cali-
brated with the carrier gas and different concentrations of pure
hydrogen.

In all experiments, 0.200 g of Zn, ,Cd,S powder was added
to the reactor containing 200 mL of a solution with 0.35 M Na,S
and 0.25 M Na,S0;,**”*® which will act as a sacrificial agent.
The measurements were carried out under visible light for 100
minutes, and switched to UV light for another 100 minutes. The
suspension was kept under continuous stirring and the reactor
temperature was maintained at 20 °C, using a water flow into
the reactor jacket from a thermostat bath (Selecta, model 382),
throughout the whole measurement processes.

3. Results and discussion
3.1 X-ray patterns and morphological analysis

Fig. 1 shows the X-ray diffraction patterns of the synthesized
CdS particles with both crystalline structures: wurtzite (Fig. 1A)
and sphalerite (Fig. 1B). These patterns were compared with the
references from the ICSD database: #81925 (sphalerite)*® and
#154187 (wurtzite).*® The XRD patterns for the synthesized
target materials (Zn; ,Cd,S, see Fig. 1C) present the charac-
teristic Bragg peak features corresponding to metal sulphides
with a sphalerite structure. For the pure sphalerite-type
sulphide structures, the patterns reveal the F43m space group
(#216), presenting a cell parameter a of 5.80 A for the CdS. The
latter decreases to 5.36 A for the ZnS, as it has been already
reported for similar materials (5.77 A and 5.33 A, respectively).
Upon increasing the amount of cadmium content in the
Zn, ,Cd,S sphalerite phase, the main Bragg peaks of the zinc
sulphide remain. However, the peak positions are slightly
shifted towards smaller angles. This reveals the complete
formation of a solid solution of the two metal cations without
the existence of any other secondary phases. Considering that
both share a tetrahedral coordination, the downshifting of the
mixed sulphide peaks in comparison with ZnS arises since the

RSC Adv, 2024, 14, 37763-37773 | 37765
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Fig. 1 X-ray diffraction patterns for (A) experimental (black) and reference (red) (ICSD #81925) CdS with sphalerite structure. (B) Experimental
(black) and reference (red) CdS wurtzite structure (ICSD #154187) (C) X-ray diffraction patterns of the synthesized Zn;_,Cd,S, with x values

ranging from O to 1.

radius of Zn** (0.74 A) is smaller than the radius of Cd** (0.94
A).e52 Additionally, all experimental patterns display very wide
Bragg peaks, proving that sulphide crystallites were obtained at
the nanometric scale.””*®*% The latter was corroborated by
means of transmission electron microscopy, as shown in Fig. 2.
As shown in Fig. 2A, the Zn,; ,Cd,S solid solution prepared in
the present work does not exhibit the typical needle morphology
of the metal sulphide with wurtzite structure.** Instead, small
and rather spherical particles (8.5 nm) have been obtained. In
addition, Fig. 2B reveals the atomic domains of the different
nanoparticles along with the identification of the (111) crystal-
line planes, presenting an interplanar distance of 0.331 nm.

3.2 Determination of bandgaps

As the materials described above were designed for testing our
home-made in situ mass spectrometer photocatalytic reactor,
further insights about the semiconductor features of the
materials are needed. Thus, the band gap energy, as well as the
conduction and valence band positions, were estimated by both

spectroscopic and electrochemical methods, respectively.
Firstly, the band gap was estimated by means of UV-vis diffuse
reflectance spectroscopy (see Fig. 3A) and the Tauc plots were
subsequently obtained by applying the following equation:

C(hv — Eg) = (ahv)'™ (7)
Where & is the Planck constant; v is the frequency; E, is the
bandgap energy, C is a constant, 7 is 2 (as the materials present
a direct allowed transition semiconductor behaviour), and « is
the absorption coefficient of the semiconductor, calculated
from the reflectance spectra by using the Kubelka-Munk
model.***” The results for the band gap energy determination
are depicted in Fig. 3B. For the sake of clarity, only the ZnS,
Zn, ;Cdy 3S and CdS values are given. All values are presented in
Fig. S1, ESI.{ In this way, the value of the latter can be obtained
from the extrapolation of the slope at the place where it cuts the
abscissa axis. In the case of CdS and ZnS, the bandgaps are
2.55 eV and 3.60 eV, respectively. These values are close to the

Fig. 2
Znp 7Cdo 3S.

37766 | RSC Adv, 2024, 14, 37763-37773

(a) TEM image and (b) HRTEM image showing the domains within a particle corresponding to the (111) diffraction plane. Both images are of

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 (A) Diffuse reflectance spectra of the Zn; ,Cd,S solid-state photocatalysts, with x = 0 to 1. (B) Tauc plot for determining the bandgap for

Znp7Cdg 3S, CdS and ZnS. (C) Photoluminescence spectra for Zng,Cdo 3S (green dots) and Zng gCdg S (purple dots) samples obtained under
excitation at 440 nm, corresponding to the mean bandgap separation energy of both samples.

2.4 eV value reported by Ullah et al.®® for CdS, and 3.6 eV re-
ported by D'Amico et al.*® for ZnS. In addition, a value of 2.98 eV
was determined for the band gap of Zn, ;Cd, 3S (i.e., the mate-
rial presenting the highest H, rate photochemical production in
the next section). It can be clearly observed that the bandgap
increases with the increasing content of Zn in the solid solution.
Thus, the target material possesses a band gap value located
between that of the pure CdS and pure ZnS (2.98 eV). Although
the band gap energy is a fundamental parameter that can be
modulated to achieve good photocatalytic activity,®** the
absolute position of the latter is not the only descriptor to be
considered in semiconductor chemistry. Thus, to achieve a clear
picture about the semiconductor behaviour, further descriptors
must be studied, such as the electron-hole recombination

© 2024 The Author(s). Published by the Royal Society of Chemistry

rate””* or the position of both the VB and the CB. The latter was
achieved by an electrochemical impedance study of the
materials.

Fig. 3c shows the photoluminescence (PL) spectra of the
spherical nanocrystals obtained in this work. The curve displays
a broad emission, which shifts to a longer wavelength with
higher cadmium content. The broad peak centered at ~640 nm
and ~700 nm for Zn,gCd,,S and Zn,,Cd,3S, respectively,
come from a trapped emission ascribed to the sulfur- and zinc-
related vacancies and surface states.”” The decrease in the
photoluminescence intensity is due to the decrease in the
number of point defects and suppressed recombination of
photogenerated electron-hole pairs.”® As was stablished in the
literature, the electron recombination is directly related to the

RSC Adv, 2024, 14, 37763-37773 | 37767
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PL intensity, as lower intensity indicates a reduced recombi-
nation rate and longer carrier lifetime.” These results explain
the significant hydrogen production rate shown by the
Zn, ;Cd, 35S catalyst.

3.3 Mott-Schottky analysis

As the photocatalysts studied in this work are n-type semi-
conductors, the position of the valence flat band potential (V) is
estimated to be close to the conduction band. Thus, to estimate
the former, several EIS experiments have been carried out in
0.1 M Na,SO;3 and the Mott-Schottky analysis was performed
(Fig. 4). The Mott-Schottky technique scans the electrochemical
impedance response of the material in the region where no
complete (electro)chemical reactions take place. Thus, the
addition of the sacrificial agent is not needed to carry this
measurement, as no hydrogen is photochemically generated
during the measurement. Since the calculation of the flat-band
potential allows the position of the conduction band to be esti-
mated, the position of the valence band has been solved by
applying the direct subtraction of the band gap calculated in the
previous section from the Vgp. An energy diagram of the semi-
conductors is depicted in Fig. 5. Indeed, the position of the
bands with respect to the redox couples for water splitting proves
that the whole process is expected to take place while using these
materials as photocatalytic suspensions in a photoreactor for
water splitting. The value obtained for the conduction band of
Cds was determined to be 6.2 eV, which is in agreement with that
estimated by Kindig and Spicer (6.4 eV).” Similarly, the value of
the conduction band for ZnS synthesized in this work is similar
to that calculated by Yuhong Huang et al. (—8.62 eV to —6.04
eV).”* On the other hand, the values for the CB obtained for the
Zn, 5Cdy 3S (—3.5 €V) in our work is higher than those obtained
by other authors” for polycrystalline samples of similar compo-
sition (—4.3 eV). This change may have mainly resulted from the
sample prepared by Arriaga et al”” being a mixture of wurtzite
and sphalerite phases.
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Fig. 5 Energy diagram of the valence and conduction bands of the
synthesized semiconductors. The position of the conduction band has
been estimated from Mott—Schottky analysis, and the value of the
band gap was obtained from the diffuse reflectance spectra.

It is important to note that the catalysts must meet three
different requirements for hydrogen production: (i) maintain
adequate band edge energy for the overall water splitting; (ii)
present band gap energy values lower than 3 eV;* and (iii) show
high stability towards the photocatalytic reaction. Moreover, for
those catalysts, it is also desirable to maintain the edge of the
CB as close as possible to 3 eV vs. NHE (—7.5 €V).”” By taking this
into consideration, the CB of the ZnS is closer to 3 eV vs. NHE
than the rest of the materials, however its band gap is too large
to carry the photo water splitting (3.60 eV). CdS presents a good
value for the band gap (2.55 eV), but the conduction band is too
far from 3 eV vs. NHE. Thus, the Zn,,Cd, ;S is in a situation
where all the requirements are fulfilled, with a band gap slightly
lower than 3 eV (2.98 eV) and a conduction band that is closer to
3 eVvs. NHE than that of the CdS. These features, along with the
role of the sacrificial agent and the decrease of electron-hole
recombination enhanced by the small particle size,” boost the
photocatalytic activity of Zn, ,Cd, ;S towards water splitting.
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| 2510 F2cm* |1510% F-cm? 0 | 10-10 - cm* o
37 OO o 0 / o
e 3 / 000
£ |o 100007 oo o |0 100011z 6 fo° o 1000 11z 7 6%
2 o 1500Hz &% oo |o 1500 Hz d‘ﬁ B 8100 1z ’g,o 00°°
. o 2000 Hz ? d¢°° o 2000 Hz 4 4° o 2000 Hz WX / 5
g 000
E 9‘95’ - °o°° i oﬁé 6./ 00°°
= 79 4o° ¢ d 7
= /8 5" s 7 b
- Ly % 0?
g L) e /
o / -
h ',//' 'd o ///
&, v o %
36ev 7 35ev /d 33V,
V4 Uy 4
ya Va L'//
, %
1.2 -1.0 -0.8 -0.6 0.4 02 0.0 -1.2 -1.0 -0.8 -0.6 0.4 0.2 0.0 -1.2 -1.0 -0.8 -0.6 0.4 0.2 0.0
Potential / V vs. RHE Potential / V vs. RHE Potential / V vs. RHE

Fig. 4 Mott—Schottky obtained by measuring the capacitance at 1000, 1500 and 2000 Hz in a 0.1 M Na,SO3 solution by EIS for (A) ZnS, (B) CdS

and (C) Zng7Cdo 3S.
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3.4 Hydrogen production

Hydrogen production tests were performed using the home-
made system** described in Section 2.4. To the best of our
knowledge, this configuration has not been previously reported
in the photochemistry field. Thus, it is important to mention its
advantages, especially for the study of water splitting. Most of the
research studies devoted to the photochemical production of
hydrogen by water splitting use gas chromatography to charac-
terize the catalytic activity of the materials. Thus, the experi-
ments are carried in batch regime. This means that gas
chromatography allows the detection of the accumulated
hydrogen production at several times. Thus, after several
batches, one can divide the generated hydrogen (normally
expressed in mmol g.,. ') by the time (normally expressed in h)
to achieve a value of the average rate production units in mmol
2.+ h™'. However, the configuration presented in this work
allows us to do the opposite. Here, the H, production rate is
measured at every moment, and the integration of the area under
de curve allows to solve the amount of total hydrogen generated
during the process. This concept may be interesting as a starting
point to study under in situ conditions how the hydrogen
production rate is affected by different parameters (i.e., changes
in the wavelength of the irradiation light or in its intensity,
addition of different concentrations of the sacrificial agent, etc.).

As a proof-of-principle of both the materials synthesized and
the MS-coupled photochemical reactor developed in this work,
the hydrogen photo-production rate was determined for pure
CdS with sphalerite and wurtzite structural types (Fig. 6). Firstly,
a fast response of the system towards a change in the wave-
length was demonstrated. In this case, after 100 minutes of
measuring under visible conditions, the light source was
changed to UV, and thus an increase in the H, production rate
was immediately detected (i.e., a very fast response time of the
MS configuration). This corroborates the capacity of the system
to record changes in the production rate under in situ condi-
tions. Moreover, this experiment also proves that the sphalerite
structure presents slightly better photoactivity than the wurtzite
one for hydrogen production under both visible and UV radia-
tion. An analogous plot can be seen in Fig. 7 for Zn, ,Cd,S

| —o— CdS (wurtzite)
—o— CdS (spharelite) p

=
th

54
N
T

=
39
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=
%
T

e
-
T

H, production rate / mmol-h”g,
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P
=3

Time / h

Fig. 6 Comparison of the hydrogen production rate for CdS with
wurtzite and sphalerite structures.
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semiconductors synthesized in this work with sphalerite
structure. Hydrogen production measurements were performed
and monitored until the concentration of hydrogen production
remained stable (100 min) under visible light irradiation. The
light source was then changed to an ultraviolet lamp, and the
samples were irradiated for another 100 minutes (the results
have been separated into two different plots to better under-
stand the integration of the signal and its mathematical limits).

As the values are easier to compare with the existing litera-
ture on H, production with sulfides, the accumulative hydrogen
after ca. 2 h of production was resolved by integration of Fig. 7A
for all the materials studied in this work. The values obtained
for the visible light show that all the materials present the same
production rate during the first 15 min upon illumination with
visible light. However, from this point, the H, production rate
varies for every material. Indeed, it is clear that both small or
large amounts of Zn at the solid solution maintain photo-
catalytic behavior that is similar to those of the pure ZnS/CdS
phases. Nevertheless, those materials with Zn content
between 0.5 < x < 0.8, particularly the Zn, ;Cd, 3S, have shown
the fastest response towards photochemical H, generation.
Fig. S2, ESLT shows the H, production with and without
a sacrificial agent for Zn,,Cd,3S and Zn, sCd,,S and for the
sacrificial agent alone, confirming that the high values of H,
production are mainly due to our catalysts. As the results ob-
tained by this method should be comparable with the existing
literature, the data depicted in Fig. 7A have been integrated to
achieve the amount of hydrogen generated during the 100
minutes of illumination with visible light (the total amount of
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Fig. 7 Hydrogen production rate vs. time for the Zn; ,Cd,S catalysts
with different zinc contents using (A) visible and (B) UV light. (C)
Maximum hydrogen production rate of Zn;_,Cd,S vs. zinc content,
using UV radiation.
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Table 1 Hydrogen production for various catalysts based on the Zn, ,Cd,S composition without cocatalyst. Sacrificial agents and their

concentration used are also included

Catalyst Cocatalyst H, production (mmol g, ") Sacrificial agent Year/reference
Zn 56Cdg.44S — 0.6 0.35 M Na,SO; + 0.25 M Na,S 2010 (ref. 53)
Zn, ,Cdy 5S — 1.7 0.30 M Na,SO; + 0.25 M Na,S 2017 (ref. 79)
Zny 5Cdg 5S Fey ;Pty.7 4.5 0.35 M Na,SO; + 0.25 M Na,S 2017 (ref. 80)
Zn, ,Cd, 5S — 29.5 0.35 M Na,SO; + 0.25 M Na,S This work

H, over a specific period is the most common descriptor of
a photochemical catalyst in literature). The results are pre-
sented in Fig. 7C. Hydrogen production obtained with
Zn, ,Cd, 35S attained a value of 29.5 mmol of H, per g., under
visible radiation, which is higher than those reported by other
authors studying zinc/cadmium sulphide-based composites. To
prove this, some literature results are summarized in Table 1. In
particular, Shu et al® achieved lower production than those
reported in the present work (4.5 mmol of H, per g.,.), but also
used zinc/cadmium sulphide-based composites with sphalerite
structures. On the other hand, a short survey of the production
rates of similar catalyst compositions synthesized through
different methods shows relatively low H, production compare
with our material, with values between 0.6 and 1.7 mmol g¢,¢ "
(ref. 81) under visible light. It should be noted that the catalysts
synthesized in this work have not been optimized. Furthermore,
both noble metal and other co-catalysts have not been used yet,
so further improvement in the activity is expected in future
research for our materials.

4. Conclusions

In this work, a reactor has been coupled to a mass spectrometer
detector as a method to measure the rate of a photochemical
reaction under in situ conditions. The configuration allows us to
directly measure the impact of experimental changes (e.g., energy
of the irradiated light) during the photochemical process. This
configuration allowed for the photochemical characterization of
the H, production with Zn/Cd sulphide catalysts as a proof of
concept. The physicochemical characterization of the catalysts
indicates the formation of nanometric size powders, where the
addition of Cd to the cubic structure of ZnS produces: (i)
a significant reduction of the bandgap energy and (ii) an increase
of the valence band energy. These two features, along with the
lower recombination rate proved by photoluminescence
measurements, propose that the Zn, ;Cd, ;S material is the one
with higher activity towards the photochemical water splitting.
This was corroborated in the MS-coupled photochemical reactor,
which showed a total production yield of 29.5 mmoly; gea * Over
100 min, along with a maximum production rate of 0.6 mmol
Zeae | h™'. Altogether, the setup presented in this work has been
successfully proved as an innovative technique to achieve in situ
information of the photocatalytic system.
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