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Abstract: The aim of this work is to study the influence of the sulphur source (elemental sulphur,
thiourea and L-cysteine) in the solvothermal synthesis of Ag-CdS over its growth, structuration
and state of Ag and how these changes influence on its photoactivity. The differences in the
generation rate of the S?~ from the sulphur sources during the solvothermal synthesis determine the
nucleation and growth pathways of CdS affecting to the silver state and its incorporation into the
CdS lattice. The hydrogen production on Ag-CdS photocatalysts decreases according the sequence:
thiourea > elemental sulphur >> L-cysteine. The changes in the photoactivity of Ag-CdS samples
are analysed in terms of the differences in the insertion of Ag+ into the CdS lattice, the formation
of composites between CdS and Ag,S and the formation of CdS crystalline domains with strong
confinement effect derived from the different sulphur source used in the solvothermal synthesis.
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1. Introduction

The use of hydrogen, both as a fuel and as an energy carrier, is one of the most feasible alternatives
to decarbonise the energy production system, thus, decreasing the greenhouse gas emissions that
accelerate the global warming. The interest about the use of hydrogen as energy carrier is based on its
ability to be produced from any renewable source, allowing a high energy density per mass unit to
be stored, and thus, it can easily connect its generation from renewable sources to the consumption
through distribution networks [1].

Currently the industrial processes for hydrogen production are based on thermochemical processes
(steam reforming, partial oxidation or autothermal reforming) using fossil fuels (mainly methane) [2].
However in the near future, the renewable resources must be used for hydrogen production as a
way to decouple it from the carbon cycle [3-5] Among the renewable ways to produce hydrogen,
those that use water and solar light are the most interesting, especially those based on photocatalytic
processes. The photocatalytic production of hydrogen has raised great interest over the past decades
because of its simplicity and because it uses two of the most abundant renewable resources: water and
solar light. This process requires the use of efficient photocatalysts active under solar light, and thus,
several semiconductor materials based on oxides, sulphides, nitrides, oxynitrides or phosphides have
been studied and developed [6,7]. However, in spite of the intense research in this field, the increase of
their efficiency to reach 10% required for practical applications still remains as the main challenge.

The sulphide-based chalcogenides have been widely used as photocatalysts because of its efficiency
for the absorption of the visible range of solar spectrum. This fact is derived from the position of
the valence band, constituted by S 2p orbitals whose potential is more negative than those of O
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1s orbitals in the case of the oxides. It means that sulphides show a lower value of band gap and
hence, a better absorption ability in the visible range of solar light. However, the main disadvantage
of sulphide-based materials is associated with the potential at which the valence band is located,
that facilitates photocorrosion processes because it is more feasible the oxidation of sulphides rather
than water. Therefore, the use of sacrificial reagents is required to avoid the sulphide photoetching.

Among the studied sulphides, the CdS is a promising photocatalyst because it presents a narrow
band gap (2.4 eV) and its valence and conduction bands are located at adequate potentials to produce
the water oxidation-reduction reactions [8,9]. In spite of this, intensive studies have been carried
out in the literature to improve the intrinsic activity of bare CdS for its application in hydrogen
production [8,10,11]. However the quantum efficiency reported for CdS is still low due to the limited
efficiency in the generation and use of the charge carriers [6,12]. There exists several strategies to
improve the efficiency of the CdS photocatalysts, such as the definition of the nanostructure and
nanomorphology through the control of the variables and methods used in the nanosynthesis [13-15],
the hybridization with highly conductive materials [16-19], the band engineering through the formation
of solid solutions or doping [20-22] and, the use of metals or oxides as co-catalysts [23,24]. Each of
these strategies affects the physicochemical properties of CdS that are responsible for the different
stages involved in the photocatalytic process: (i) The absorption of solar light and generation of charge
carriers, (ii) the separation and transport of charge carriers and, (iv) the kinetics of the charge carriers
redox reactions on the surface.

Among the different existing methodologies of nanosynthesis [25-28], we have studied in detail
the solvothermal method because it is a simple one-pot process performed at low temperature that
allows the preparation of well-crystallized materials. This methodology allows the control of the
physicochemical properties and nanmorphology through the modification of the syntheses parameters
described by Demazeau et al. [29]. Solvothermal synthesis is a versatile methodology that has been
succesfully applied for the obtention of oxides, nitrides, phosphides and even heterostructures for
different photocatalytic applications [30-33]. In our case, we have applied the solvothermal synthesis
to produce CdS photocatalysts with specific size and morphology as well as defined structural and
optical properties.

The growth, nanomorphology and crystal structure of the CdS prepared by solvothermal method
depend on the time, temperature [34-37], solvent [38,39] and precursors [40-43] used in the synthesis.
In our previous work, Vaquero et al. [38,39] proposed a systematic study employing different solvents,
and it was found that ethylenediamine is an optimal solvent to control the growth, morphology and
crystal structure of the CdS. Another important parameter in the control of the nanostructure is the
solvothermal temperature of synthesis. Most of the published works found the direct relationship
between the crystallinity and photoactivity in the CdS nanostructures [34,35]. However, in recent
studies we have demonstrated [29,30] the best photoactivity results for CdS nanostructures obtained at
low solvothermal temperatures, associated with the formation of small crystalline CdS structures with
quantum confinement effect (QD).

The interstitial or substitutional replacement of Cd?* atoms with other transition metals (Zn’>*, Ag™,
Ni2*, ... ) is a way to produce modifications in the electronic band structure of CdS to improve its
ability to absorb visible light [20,21]. We found that CdS modified with Ag prepared by solvothermal
method leads to the incorporation of Ag™ in the CdS lattice and/or as Ag,S heterojunctions depending
on the conditions used in the solvothermal synthesis [44]. The resulting CdS-Ag photocatalysts showed
improved efficiency respect to the bare CdS depending on the relative incorporation/segregation of
Ag*/Ag,S into/on the CdS. This improvement is in line with previous works that show the positive
effect of silver as dopant and/or co-catalysts in semiconductor materials [45-47]. The insertion of Ag*
into the CdS lattice can promote intermediate energy levels near the valence band diminishing the
band gap, meanwhile segregated phases of Ag (Ag” or Ag,S) can improve the spatial separation of the
charge carriers, diminishing the recombination processes [48,49].
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In the solvothermal synthesis, the sulphur source plays an important role in the definition of the
final physicochemical properties of the CdS based photocatalysts because it controls the concentration
of S~ in the synthesis medium and, this parameter has strong influence on the kinetics of the CdS
crystal growth. The effect of the sulphur source on the nanomorphology of CdS was studied by
Dalvand et al. [50] who employed elemental sulphur and thiourea and they found that the delivery
rate of S?~ ions directly affects to the aspect ratio of the CdS nanobars. Similarly, Li et al. [43] used
NayS as sulphur precursor that led to the formation of spherical structures derived from the high
concentration of S>~ anions that favour a fast and symmetrical growth of the CdS primary nuclei.
Phuruangrat et al. [51] focused their study on the use of organic precursors such as ammonic sulphur,
thiocacetamide, thiourea and thiosemicarbazide in the solvothermal synthesis of CdS, observing
differences in the nanobars length attributed to the difference in the decomposition rate of the sulphur
source. Other sulphur precursor such as L-cysteine has been also studied [52]. In this case, the precursor
plays a dual role; it acts both as sulphur source and structure director agent during the growth of CdS,
resulting in the generation of different mono- and three-dimensional CdS nanomorphologies.

With this background, in this work we propose the solvothermal synthesis for the preparation of
CdS modified with Ag, by using different sulphur source as innovative tool for the control of the crystal
growth, incorporation/segregation of Ag and nanomorphology of the samples. The sulphur precursors
employed in this study (elemental sulphur, thiourea and L-cysteine) were selected based on their
different rate for the S~ ions supply in the solvothermal medium. Depending on the sulphur source,
the delivery rate of the S>~ ions during the solvothermal synthesis can significantly vary, affecting the
nucleation step and crystal growth of the Ag and CdS nanostructures, and therefore, it will change the
final physicochemical and photocatalytic properties of the samples based on CdS modified with Ag.

2. Materials and Methods

2.1. Synthesis of Photocatalysts

The effect of the sulphur source over the nanostructuration of Ag-modified CdS photocatalysts
(AgCdS) was studied using three different precursors: Elemental sulphur (S), L-cysteine (L) and
Thiourea (T). In the solvothermal synthesis, ethylenediamine (EDA) was employed as solvent to
prepare the AgCdS-X (X =S5, L and T) photocatalyst series. In a typical procedure of synthesis, cadmium
chloride (CdCl,) and silver acetate (Ag(CH3COO)) were dissolved in a molar ratio Cd/Ag = 0.05 within
75 mL of EDA under vigorous stirring. The sulphur precursor (in a molar ratio S/Cd = 2) and 25 mL of
EDA were finally added to the former. This solution was transferred in a Teflon-lined stainless steel
autoclave (filled to the 80% of its capacity) and maintained for 12 h at 120 °C. The yellowish solid
obtained was thoroughly washed with distilled water and ethanol several times and separated by
centrifugation. The washing methodology was optimized (3 washing steps with distilled water and
3 additional washing steps with ethanol (150 mL each one under strirring during 10 min and solid
separation by centrifugation)), in order to eliminate organic and inorganic residues from the surface of
the photocatalysts such as chlorides or amino groups coming from EDA or thiourea. Finally, all of the
samples were vacuum dried for 2 h at 70 °C. For comparison, a reference series of pure CdS, labelled as
CdS-X, was synthesized according to the methodology previously described. Table 1 summarizes the
nomenclature of all prepared samples.

Table 1. Nomenclature of CdS-X and AgCdS-X photocatalysts prepared by solvothermal methodology.

Sulphur Source CdS-X Series AgCdS-X Series
Elemental sulphur (S) CdSs-S AgCdS-S
L-cysteine (L) Cds-L AgCdS-L

Thiourea (T) CdSs-T AgCdS-T
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2.2. Physicochemical Characterization

The total X-ray fluorescence analysis (TXRF) was performed in a benchtop S2 PicoFox TXRF
spectrometer (Bruker Nano GmbH, Berlin, Germany) to analyse the chemical composition of CdS-X and
AgCdS-X samples. In order to homogenize the samples and obtain representative results, the samples
were dispersed in ultrapure water and sonicated under ultrasound following the protocol described
by Fernandez-Ruiz et al. [53]. Finally the samples were deposited over a flat quartz polished carrier.
The spectra were acquired applying an acquisition time of 500 s and taking Cd as the internal standard.
The standard deviation of the concentration of Cd, S and Ag determined by TXRF were included as SI
(Table S1). N; adsorption/desorption isotherms measured at —196 °C on a Micromeritics TRISTAR 3000
instrument were obtained for the determination of the textural properties of all the samples previously
degassed under vacuum at 70 °C for 2 h. BET method was applied for the calculation of the surface
area within the relative pressure 0.05 < P/Po < 0.30. Crystal structure of the CdS-X and AgCdS-X
samples was studied by X-ray Powder Diffraction (XRD) using an X'Pert Pro PANalytical polycrystal
diffractometer, with a X’Celerator RTMS detector and nickel-filtered Cu K« radiation (=0.15406 nm,
45 kV, 40 mA). The Bragg angle range was established between 20-90° (20) with step size 0.03355.
The XRD profiles were treated with the X'Pert HighScore Plus software (version 2.2a, PANalytical
B.V.,Almelo, The Netherlands) to estimate the peak positions, intensity and area and broadening
effects. In the peak broadening analysis, the software differentiated between size and strain effect
(deconvoluted taking into account that crystallite size broadening has as Lorentzian shape and that
microstrain broadening has a Gaussian shape, Figure S1). The instrumental broadening effect was
not analysed because the XRD instrument does not have the calibration standard to determine the
instrumental profile. In any case, all samples were measured in the same instrument and for small
crystallite size the specimen broadening dominates over instrumental and therefore we consider that
the calculated crystalline size could be valid only for comparative purposes among them. Comparative
variation of the crystallite size (Dp) of the CdS in the samples was calculated by applying the Scherrer
equation to crystalline size broadening component in the direction perpendicular to the (002) planes
of CdS. For the determination of the crystal strains, Williamson-Hall plot method (Equation (1)) was
applied to determine the ¢ factor according to the three main reflections of the hexagonal CdS,

cos@ = Q + 4e-sin0p 1)
D p
where g is the broadening of the diffracted peak, K is a shape factor close to unity, A is the X-ray
wavelength, D is the crystallite size and ¢ is the slope of the linear fit of the plot.

The surface chemical state and composition of the AgCdS-X samples were investigated using the
X-ray photoelectron spectroscopy technique (XPS). The powdered samples were degassed prior to the
analysis in the vacuum chamber (working at pressure lower than 5 x 107° Pa). The instrument employed
was VG ESCALAB 200R spectrometer equipped with a double anode X-Ray source (Mg-Ko = 1253 eV
and Al-Ko = 1486.6 eV) working at 12 kV and 10 mA and with hemispherical analizer with five
channeltron-type detectors. The spectra of Cd 3d, S 2p and Ag 3d core-levels were acquired in the
energy range 10-20 eV. The atomic percentages of surface atoms were calculated from the area of the
XPS peaks and the application of the corresponding sensitivity factors.

A TEM/STEM JEOL 2100F electron microscope was employed to study the nanomorphology of
the CdS-X and AgCdS-X samples. The microscope operates at an accelerating voltage near to 200 kV
equipped with a Field Emission Gun (FEG) and a point resolution of 0.19 nm.

The absorption profile and the optical band gap of all the photocatalysts were calculated from the
UV-Vis spectra, acquired with a UV-Vis-NIR Varian Cary 5000 spectrometer consistent in a double
beam and double shutter synchronized electronically. The absorption profile was obtained from the
Kubelka-Munk function (F(R) and the band gap size was analytically estimated through the Tauc plot
representation ((F(R) x hv)? vs. hv) by tracing the tangent line parallel to the slope of the plot according
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to Epp, = he/A, where Epy, is the photonic energy, 1 is the Planck constant, ¢ the speed of light, and A the
photon wavelength. In addition, the tailing effect was calculated for all the samples according to the
Urbach law, described by the Equation (2),

In(F(R)) — A+(El—u) x ho @)

where: Eu (meV) is the Urbach parameter related with the density of defects near the band edge as a
consequence of the modification of the electronic band structure.

For the estimation of the recombination rate between electron and holes, photoluminescence
analysis of the CdS-X and AgCdS-X samples was carried out. The measurements were performed in
aqueous suspension at room temperature using a Varian Cary Eclipse fluorescence spectrophotometer
(Agilent, Santa Clara, CA, USA) applying an excitation wavelength equal to 375 nm.

2.3. Photocatalytic Activity Tests

The experimental installation to measure the photoactivity of the CdS-X and AgCdS-X samples
(Figure S2) consists in a Xe arc lamp (150 W, ozone Free, LOT-Oriel GmbH & Co. KG, Darmstadt,
Germany), irradiance spectra in Figure S3 (spectroradiometer model ILT550 LOT-Oriel GmbH & Co.
KG) and a closed Pyrex glass reactor containing 150 mL of an aqueous sacrificial reagent solution
(0.05 M NayS and 0.02 M Na,SO3) magnetically stirred to maintain 50 mg of the photocatalyst powder
in suspension. The test is carried out under inert gas (Ar) and ambient temperature and pressure for
5 h. The photocatalytic hydrogen production takes place according to the following reaction steps:

cds 8 ¢ (CB) + n* (VB)

2¢~(CB
21,0 2B 1 4+ o0l

“(vB)

2h
SO + H,0 —— SO7” + 2H"

+(vB)

252~ 2D, g

S3+805 - S,0% +5*

" (vB)

2h
SO¥ + 8% —5 505"

Samples of the evolved gases were extracted with a gas tight syringe (model Hamilton Gastight®
1005 SL 5 mL SYR 22/2”/2) taking 0.5 mL every hour to quantify the hydrogen produced by gas
chromatography (Star 3400 CX chromatograph, Varian, a TCD detector (Varian, Santa Clara, CA,
USA) and a 5 A molecular sieve, example of a typical chromatogram is shown in Figure S4). The gas
chromatograph was conveniently calibrated for the measurement of H, concentrations up to 3 vol%.
In the Supplementary Information it is shown that measured chromatographic areas fit well with the
calibration H, curve (Figure S5).

3. Results
3.1. Physicochemical Characterization

3.1.1. Chemical and Textural Analysis

Table 2 summarizes the chemical surface composition of the CdS-X and AgCdS-X photocatalysts
analysed by TXRF. All the CdS-X and specially the AgCdS-X samples showed some cadmium
defect in its surface composition except for the CdS-L sample that showed a quasi-stoichiometric
Cd/S surface ratio. The surface cadmium defects can be attributed to the residual ethylenediamine
molecules bound to surface Cd%* ions [54]. These residual ethylenediamine molecules do not
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significantly affect the photocatalytic behavior of the CdS based photocatalysts as it was demonstrated
in our previous works [37]. With regards to the silver concentration on the AgCdS-X samples,
it was also observed important differences in its surface concentration according to the sequence:
AgCdS-T > AgCdS-L > AgCdS-S.

Table 2. Chemical surface composition (atomic %) and textural properties of CdS-X and AgCdS-X
photocatalysts determined from TXRF and N, adsorption/desorption isotherms.

Atomic % Atomic Ratio BET Surface Area Average Pore Size

Cd S Ag Cd/s Ag/S m?/g nm

CdSs-S 47.9 52.1 - 0.92 - 42.8 56.4
AgCdS-S 47.8 51.8 0.4 0.92 0.008 17.7 56.3
CdS-L 49.7 50.3 - 0.99 - 115.7 134
AgCdS-L 475 51.7 0.8 0.92 0.015 75.7 13.6
CdS-T 47.9 521 - 0.92 - 73.7 41.3
AgCdS-T  46.0 50.5 35 0.91 0.069 824 413

The textural properties of the CdS-X and AgCdS-X samples derived from its N, adsorption/
desorption isotherms (BET surface area and average pore size) showed important differences
(Table 2) attending to the sulphur source employed in its synthesis. Figure 1 displays the N
adsorption/desorption isotherms and the pore size distribution obtained for both CdS-X and AgCdS-X
series. The adsorption isotherms of the CdS-X and AgCdS-X samples are similar, but it was observed
that clear differences within the series existed, depending on the sulphur source employed in the
synthesis. The samples prepared with elemental sulphur (CdS-S and AgCdS-S, Figure 1) exhibited
a type II isotherm with hysteresis loop H1 (Figure 1a,b) typical of narrow and homogeneous pore
size distribution in the range of the macropores (about 56 nm, Figure 1c,d, Table 2). For the samples
prepared with L-cysteine (CdS-L and AgCdS-L, Figure 1), the isotherm profile matches well with
type IV isotherms (Figure 1a,b) and H1 hysteresis loop in the range of the mesopores (about 13 nm,
Figure 1c,d, Table 2). When thiourea is employed as sulphur source (CdS-T and AgCdS-T, Figure 1) the
adsorption isotherms are type II, with hysteresis loop H3 (Figure 1a,b), but opposite to the samples
prepared with elemental sulphur, the average pore size is in the range of the mesopores (41 nm,
Figure 1c,d, Table 2) with a slight contribution in the range of macropores. The surface area in the
CdS-X samples (Table 2) changes with the sulphur source employed in the solvothermal synthesis.
The use of L-cysteine generates structures with higher surface area (115.7 m?/g) than that generated
using thiourea and elemental sulphur (73.7 y 42.8 m?/g, respectively). In contrast, the effect of the
sulphur source on the surface area of the AgCdS-X samples is different from that observed in the CdS-X
series probably due to the presence of Ag ions that affects the precipitation of CdS in the solvothermal
medium. In the AgCdS-X series, the samples prepared with elemental sulphur and L-cysteine showed
lower surface area (17.7 y 75.7 m?/g, respectively) respect to the CdS-X counterparts, while the sample
prepared with thiourea (AgCdS-T) exhibited higher surface area (82.4 m?/g) than that obtained for the
CdS-T counterpart.
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Figure 1. N, adsorption/desorption isotherms (a,b) and pore size distribution (c¢,d) obtained for CdS-X
and Ag-CdSX photocatalysts: X =S (grey), X = L (blue) and X = T (red).

3.1.2. Powder X-ray Diffraction (XRD)

The XRD diffraction patterns of the CdS-X and AgCdS-X samples, displayed in Figure 2, show in
all cases the main reflections ascribed to the hexagonal phase of CdS (JCPDS:01-077-2306). A small
component around 28° was observed on the CdS-S and CdS-T samples that correspond to a small
contribution of the (200) planes of the cubic phase of CdS (JCPDS: 89-0440). For the AgCdS-L and
AgCdS-T samples it was also found diffraction peaks related with the monoclinic phase of Ag,S
(JCPDS: 00-014-0072). All the samples showed a preferential growth of CdS along (002) direction,
except for the sample AgCdS-S that exhibited an increase of the crystallinity along (101) direction.

As observed in Figure 3, the main reflections of CdS in the AgCdS-X samples are shifted to lower
diffraction angle respect to the CdS-X counterparts. This shift indicated expansion of the CdS lattice
that is attributed to the partial substitution of Ag ions into the CdS lattice [55] in agreement with the
higher ionic radii of Ag* (1.05 A) respect to that of Cd?* (0.95 A) that produces the expansion of the
CdS lattice. According to the different shift observed in the AgCdS-X samples, the insertion of Ag in
the CdS lattice varies according the following sequence: AgCdS-L > AgCdS-S > AgCdS-T (Figure 3).
The insertion of Ag ions may modify the internal strains of CdS. The degree of internal strains in CdS
was quantified through the ¢ parameter (summarized in Table 3 and calculated from the slope of the
linear fit applied to the Williamsom-Hall plot (Figure S6). For the sample AgCdS-T it was not possible
to apply this calculation method because of its nonlinear behavior that may be a consequence of the
anisotropic distribution of the strains in this sample promoted by the segregation of Ag,S that could
limit the growth of the CdS. For all samples the strain parameter (¢) showed a negative slope related
with compressive strains. CdS-X samples showed a higher compressive strain respect to their AgCdS-X
counterparts, which may indicate that insertion of Ag ions generates vacancies that can equilibrate the
compressive lattice strains of CdS, especially in the samples AgCdS-S and AgCdS-L. This fact is in
contrast with the work of Dey et al. [56], who reported the increase of the lattice strains of CdS because
of the insertion of Ag* ions.
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Table 3. Crystallite size (Dp, perpendicular to (002) plane), relative intensity of main diffraction peaks
and lattice strain of the CdS hexagonal phase in CdS-X and AgCdS-X photocatalysts.

Dp (nm) Relative Intensity Lattice Strain
002 T100/To02 T101/Io02 € X (1073)

Cds-Ss 63 0.38 0.56 -1.6
AgCdS-S >100 0.72 1.05 -0.6

CdS-L 16 0.55 0.81 -54
AgCds-L 30 0.68 0.94 -1.8

CdSs-T 17 0.30 0.41 —-4.7
AgCdS-T 22 0.59 0.87 -

Comparative variation of the crystallite size (Dp) of the hexagonal CdS phase in the direction
perpendicular to the (002) calculated by applying the Scherrer equation is presented in Table 3. In all
cases, the crystalline size of CdS along the (002) plane in the CdS-X samples was lower than in the case of
the AgCdS-X counterparts, which suggests that silver promotes the crystal growth of CdS. In addition,
the sulphur source also influences on the growth of the CdS nanostructures since it was observed
remarkable differences in the size depending on the source employed. Both AgCdS-L and AgCdS-T
showed the lower crystal growth and the higher crystal strain in the CdS structures (¢, Table 3) while
the sample prepared with elemental sulphur (AgCdS-S) produces larger CdS crystalline structures
with reduced strain effects.

3.1.3. Scanning Electron Microscopy (SEM)

The nanomorphology of the CdS-X and AgCdS-X photocatalysts analysed by Scanning Electron
Microscopy, showed evident differences in their morphology derived from the sulphur source employed
in its preparation (Figure 4).

The nanomorphology of the samples, prepared with elemental sulphur (Figure 4a,b), showed
homogeneous rod-like structures that are well-dispersed and crystallized, in line with the XRD results
(Figure 2). The high aspect ratio of these structures also justifies the macroporosity observed in
its textural analysis (Figure 1, Table 2). For the AgCdS-S it was also observed irregular structures
(dotted lines in Figure 4b) at the base of the nanobars. The use of L-cysteine leads to spherical-like
structures forming globular aggregates both in CdS-L and AgCdS-L photocatalysts (Figure 4c,d)
in line with the results presented by Chowdhury et al. [57]. These results are also in accordance
with the large surface area and mesoporosity shown by these samples (Table 2). For the AgCdS-L
sample it was observed a slight improvement in its structuration as it was previously detected by
XRD (Figure 2). The samples prepared with thiourea (Figure 4e,f) showed irregular morphology and
structure development. These samples are mainly composed by filamentous structures (dotted lines
in Figure 4e,f) and lamellar aggregates (denoted by arrows in Figure 4e,f). For the AgCdS-T sample,
it was found a lower proportion of filamentous structures respect to the CdS-T counterpart, as noted
by XRD that may be attributed to the effects of Ag ions during the nucleation and growth steps in the
solvothermal synthesis of CdS.

3.1.4. X-ray Photoelectron Spectroscopy (XPS)

The composition and oxidation state of the elements present on the surface of AgCdS-X samples
were determined from the XPS analyses. The XPS spectra of the Cd 3d, S 2p and Ag 3d core levels
were recorded (Figure 5) and their binding energies are collected in Table 4.

The binding energy of the Cd 3d 5/, level was located in all samples at 404.6 eV indicative of the
existence of Cd?* species coordinated with S~ in CdS [58]. The AgCdS-S sample shows an additional
component located at 403.3 eV associated to Cd?* cations in oxidized species [59]. In all AgCdS-X
samples, the S 2p spectra appears at 161.2 eV indicating the presence of S>~ anions as expected in an
CdS environment [60]. The Ag 3ds), level in AgCdS-S and AgCdS-T samples was located at 367.2 eV
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revealing the presence of Ag* species in AgS [60]. For the AgCdS-L sample, the Ag 3ds; level
was shifted to higher binding energy (367.8 eV). This shift is probably due to the size effects of the
Ag,S particles and/or the confinement linked to L-cysteine and ligand effect that alters the electronic

environment of Ag* ions in AgyS.

Figure 4. Scanning Electron Microscopy images of the CdS-X and AgCdS-X photocatalysts: (a) CdS-S,
(b) AgCdS-S, (c) CdS-L, (d) AgCdS-L, (e) CdS-T and (f) AgCdS-T.
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Figure 5. XPS spectra of the Cd 3d (a), S 2p (b) and Ag 3d (c) core levels of the AgCdS-X photocatalysts.
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Table 4. XPS binding energies (eV) of core levels and atomic surface composition of AgCdS-X
photocatalysts calculated from XPS analysis.

Binding Energy (eV) Atomic Percentages (%) Atomic Ratios
AgCds-S  404.9403.3 161.2 367.2 53.8 45.6 0.6 1.18 1.19
AgCds-L 404.6 161.2 367.8 52.2 47.3 0.5 1.10 1.11
AgCdS-T 404.6 161.2 367.2 55.0 444 0.7 1.24 1.25

The surface atomic percentages of Cd, S and Ag in the AgCdS-X photocatalysts were calculated
from the areas of the XPS spectra applying the corresponding sensitivity factors and the results are
collected in Table 4. In all AgCdS-X samples, it is observed sulphur impoverishment at surface level in
line with previous TXRF analyses that points out to the coordination of ethylenediamine with surface
Cd ions. This is particularly important in the case of the sample prepared with thiourea (AgCdS-T)
in which the impoverishment in sulphur could be also related to the nitrogen from thiourea that
can act as a cation sequestering binding to the Cd?" ions on the surface [54]. In this sense, the XPS
surface analysis reveals slight differences in the Cd exposition at surface level, increasing according
to the sequence: AgCdS-L < AgCdS-S < AgCdS-T. The surface concentration of Ag in the AgCdS-X
photocatalysts shows slight modifications among the samples, showing the sample prepared with
thiourea the higher concentration of Ag on the surface.

3.1.5. Electron Transmission Microscopy (TEM)

The TEM and HR-TEM images (Figure 6) corresponding to the CdS-X (a, b and c) and AgCdS-X
(d, e and f) photocatalysts show important nanomorphological differences between them.

The samples prepared with elemental sulphur (CdS-S and AgCdS-S, Figure 6a,b) showed well
developed structures with high aspect ratio (>4 nm, Table 5). The sample AgCdS-S (Figure 6a) exhibited
well-defined nanorods structures anchored to irregular aggregates that seem to be acting as nucleating
platforms. Regions I and II depicted in Figure 6b were analysed by Fast Fourier Transformed (FFT)
(Figure S7) to obtain the digital diffraction patterns (DDP). FFT in region I (Figure S7b) showed the
characteristic (002) interplanar distance (0.334 nm) of the hexagonal phase of CdS. The FFT in region
II (Figure S7c) showed a slight increase of the (002) interplanar distance, probably as a consequence
of the Ag insertion into the CdS lattice, producing the crystal expansion because of the higher ionic
radii of Ag™ atoms respect to that of Cd?*. From these observations it seems that Ag is located in the
irregular structures of CdS from which it grows the hexagonal CdS nanorods [61,62].

The use of L-cysteine (Figure 6b,e) produces CdS with less developed nanorod nanomorphology
(lower aspect ratio, Table 5) than in the case of the elemental sulphur. The interplanar distances of
the CdS nanostructures in the AgCdS-L sample showed the expected values for the (002) plane of the
hexagonal phase of CdS (dggp = 0.337nm). Whereas, a slight increase of the interplanar distances of the
(001) plane (0.362 nm, Figure 6e) were observed that were compatible with the Ag insertion into the
CdS lattice, as it was previously observed by XRD. In addition to this, AgCdS-L also showed regions
where Ag exists in the form of segregated AgyS (d1; = 0.347 nm, inset in Figure 6e).

The nanomorphology of the CdS particles prepared with thiourea was markedly different from
the AgCdS-X samples described above (Figure 6¢,f). Due to the structural irregularity of the CdS-T and
AgCdS-T samples it was not possible to measure the average length and width, however the structure
development is comparable to that obtained in the samples prepared with elemental sulphur. For the
AgCdS-T sample it was observed three main nanostructures. The first corresponded to CdS in the
form of lamellar arrangements (dotted line, Figure 6¢) that originates filamentous structures similar to
nanobars with interplanar distances close to that expected for the hexagonal CdS (dgg, = 0.337 nm).
Together with these structures, small crystal domains of CdS were also observed in the AgCdS-T
sample. The presence of small nanostructures in the AgCdS-T sample deposited over the lamellar
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and CdS nanorods (arrows in Figure 6f) were observed and identified as Ag,S nanoparticles from its
interplanar distance ((111) = 0.308 nm).

FET (Il

10 nm

100 nm

Figure 6. TEM and HR-TEM images corresponding to the CdS-X and AgCdS-X photocatalysts prepared
with elemental sulphur ((a): CdS, (d): AgCdS), L-cysteine ((b): CdS, (e): AgCdS) and thiourea ((c): CdS,
(f): AgCdS).
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Table 5. Average length, width and aspect ratio of the nanostructures present in the CdS-X and
AgCdS-X photocatalysts measured from TEM.

Average Length (nm) Average Width (nm) Aspect Ratio

CdS-S 91 20 4.5
AgCdS-S 178 43 4.1
CdS-L 23 6 3.8
AgCdS-L 21 6.4 3.3

3.1.6. UV-Vis Spectra

Figure 7 collects the UV-Vis spectra, displayed according to the Kubelka-Munk function, of the
CdS-X and AgCdS-X photocatalysts.
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Figure 7. UV-Vis spectra for the CdS-X (a) and AgCdS-X (b) photocatalysts.

The CdS samples prepared with L-cysteine and elemental sulphur show similar and well defined
absorption edges in accordance with the high crystallinity of the samples detected by XRD (Figure 2).
The absorption edge position on CdS-X samples shifts to higher wavelengths according to the sequence:
Thiourea (T) > L-cysteine (L) > Elemental sulphur (S). The AgCdS-X photocatalysts also show variations
in the absorption edge position, showing the sample prepared with thiourea the absorption edge at
lower wavelength. It is worth noting that both samples prepared with thiourea, CdS-T and Ag-CdSX,
exhibited an excitonic peak located at 370 nm corresponding to the presence of very small crystalline
domains with strong confinement effect (quantum dots). In addition to this, the AgCdS-X samples also
showed a second absorption edge at 1250 nm (insertion Figure 7) ascribed to the presence of Ag,S
segregated species. The intensity of this shoulder is in accordance with the segregation degree of Ag,S,
which as observed by XRD was higher for AgCdS-T than that of the samples AgCdS-L and AgCdS-S.
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The band gap of photocatalysts was calculated from the intersection of the tangent line to the
slope of the Tauc Plot and collected in Table 6. For the CdS-X photocatalysts, the sample prepared with
elemental sulphur (CdS-S) showed lower bang gap energy (2.46 eV) than that of the CdS-L and CdS-T
(2.54 eV) counterparts. The same sequence for the band gap energy respect to the sulphur source was
observed in the AgCdS-X samples (AgCdS-S < AgCdS-L < AgCdS-T). The differences in the band gap
energy can be derived from changes in the crystallinity of CdS and, in the case of AgCdS-X samples,
by the insertion of Ag ions into the CdS lattice that can promote the apparition of new electronic states
near the valence band of CdS, narrowing the band gap.

Table 6. Band gap (eV) and Urbach energy (meV) of CdS-X and AgCdS-X photocatalysts calculated
from UV-Vis spectra.

Band Gap (eV) Eu (meV)

Cds-s 2.46 38.6
AgCdS-S 2.44 64.9
CdS-L 254 446
AgCdS-L 2.49 82.2
CdS-T 254 54.9
AgCdS-T 2.56 108.5

There is a direct relationship between crystallinity and optical properties of the CdS-X
and AgCdS-X photocatalysts that can be analysed through the Urbach energy parameter
(Eu, Table 6). For both photocatalysts series this parameter varies following the sequence:
Elemental sulphur < L-cysteine < thiourea, in line with the crystallinity degree derived from the
XRD results. The Eu parameter is higher for the AgCdS-X samples respect to that of the CdS-X
references due to the disturbance of the electronic states near the valence band of CdS promoted by
the presence of Ag™ ions. From the Urbach tails (Figure S8) it can be observed that the AgCdS-S and
AgCdS-L photocatalyts exhibited a parallel profile respect to the CdS-X references with a slight tail
effect due to the Ag™ insertion into the CdS lattice. In the case of the Urbach tails of the AgCdS-T
sample it is interesting to note the prominent shoulder observed in the figure (Figure S8) and ascribed
to AgyS segregation.

3.1.7. Photoluminescence Analysis (PL)

Figure 8 shows the PL spectra of the CdS-X and AgCdS-X photocatalysts measured in aqueous
suspension at room temperature applying 375 nm as excitation wavelength.

All the CdS-X and AgCdS-X photocatalysts present a PL emission band between 480-530 nm
related with band to band transitions near the band gap of CdS. In general, the AgCdS-X samples
(Figure 8b,d,f) exhibited lower PL intensity respect to the CdS-X samples (Figure 8a,c,e), indicating that
Ag ions play an active role to avoid the recombination processes. For both CdS-X and AgCdS-X samples
it is observed an increase in the PL quenching effect in the following order: thiourea > L-cysteine
> elemental sulphur. This order is in accordance with the differences in the crystallinity of the CdS
entities previously observed by XRD.

The samples prepared with elemental sulphur (CdS-S and AgCdS-S, Figure 8a,b) exhibited a PL
band comprised of the band gap electronic transitions (528 nm) and the surface defects related with
both cadmium (554 and 558 nm) and sulphur (594 nm and 660 nm) vacancies [63]. In the AgCdS-S
samples, the band ascribed to sulphur vacancies was more intense, due to the insertion of Ag ions into
the CdS lattice that promotes the apparition of acceptor levels near the valence band [49].
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Figure 8. PL spectra of: (a) CdS-S, (b) AgCdS-S, (¢) CdS-L, (d) AgCdS-L, (e) CdS-T and
(f) AgCdS-T photocatalysts.

The PL spectra of samples prepared with L-cysteine (CdS-L and AgCdS-L, Figure 8c,d) show
differences in the band to band PL emissions, being higher for the sample AgCdS-L (527 nm) respect to
the CdS-L (522 nm), as consequence of the differences in the band gap of both samples. An additional
PL emissions below 500 nm was observed in these samples due to residual L-cysteine species adsorbed
on the Cd surface atoms [64,65]. In the case of the samples prepared using thiourea (CdS-T and
AgCdS-T, Figure 8e,f), the PL band ascribed to the electronic transition between the valence band
and the conduction band is shifted to lower wavelength in the AgCdS-T sample respect to the CdS-T
counterpart. The red and orange emissions for CdS-T and AgCdS-T respectively, are originated
from the same donor level (interstitial cadmium). However, for CdS-T (629 nm) the acceptor level
are sulphur vacancies (Vs) meanwhile for AgCdS-T it was observed the intensification of this band
(596 nm), related with the presence of silver that acts as impurity level [63,66]. Both samples exhibited
several sub-band gap PL emissions (below 500 nm), however in this case are attributed to the presence
of QD structures with different crystal size.

3.2. Photocatalytic Tests

Figure 9 depicts the photoproduction of hydrogen (umol) obtained of the CdS-X and AgCdS-X
photocatalysts in aqueous solutions containing Na;S and Na,SOj as sacrificial reagents. As shown in
Figure 9 the activity shows important differences in both series of photocatalysts, CdS-X and AgCdS-X.
For the CdS-X series, the most active sample was that prepared with thiourea (CdS-T, 7.99 umol)
followed by that prepared with L-cysteine (CdS-L, 2.7 umol) and finally, the least active was the one
prepared with elemental sulphur (CdS-S, 0.39 pmol). Comparison of photoactivity of CdS-X and
AgCdS-X series demonstrates the improvement in photoactivity in the samples modified with Ag.
The sequence in photoactivity in the AgCdS-X samples respect to the sulphur source is the same than
that previously described for the CdS-X series: AgCdS-T (36.87 pumol) > AgCdS-L (10.65 umol) >
AgCdS-S (5.6 umol).
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Figure 9. Hydrogen production (umol) on the CdS-X and AgCdS-X photocatalysts.

4. Discussion

4.1. Influence of the Sulphur Source on the Structuration of AgCdS Photocatalysts

The physicochemical characterization of the CdS-X and AgCdS-X photocatalysts has revealed
the strong impact of the sulphur source over the structure and photoactivity of the photocatalysts.
It is well-known that the formation of CdS nanostructures under solvothermal conditions follows the
solvent coordination molecular template (SCMT) model [38,39,44] in which the ethylenediamine acts
as solvent and structure director agent. According to this model the changes in the morphology and
structure of the CdS particles are related with the metal (Cd** and Ag*) complexation [67-70] and
the S>~generation rate because both factors determine the nucleation and crystallization of the final
nanostructures of CdS [43,51,71]. In the solvothermal synthesis using ethylenediamine as solvent,
the complexation of Cd and Ag take place in the first step according to its different complex stability
constants (see Table S2):

Cd*t 4+ nEDA — [Cd(EDA), J*"

Ag® + nEDA — [Ag(EDA) |"

The lower stability of the [Ag(EDA),]* complex (K = 10*7) respect to that of [Cd(EDA),]**
(K = 10'%1) and the low solubility of Ag,S (Ksp = 6.3 x 107°°) respect to CdS (Ksp = 8 x 107%’) leads
to the fractionated precipitation of the sulphides whose contact and growth depend on the sulphide
and metal concentrations. The first precipitation of Ag,S particles could act as a nucleating platform
to form the first lamellar CdS structures without excluding some insertion of Ag™ ions into the CdS
during the nucleation step, taking into account the high mobility of Ag™* in the Ag,S lattice [61]. In the
last steps of the solvothermal mechanism, the lamellar CdS structures transform into nanobars by
means of the rolling mechanism [35] and subsequently, they can growth to nanobars by aggregation
following an Ostwald mechanism [72]. In such a way that the sulphur source used in the solvothermal
synthesis produces important changes in the crystallinity and contacts between the CdS and Ag;S as
consequence of the changes in the metal (Cd?" and Ag*) complexation and the S?~ generation rate
that modifies the nucleation and kinetics of crystallization and growth. The S*~ generation from the
elemental sulphur is produced by the nucleophilic attack of ethylenediamine to the Sulphur, leading to
sulphide ions and polianions [73]. The generation of S*~ is slow and it results in the growth of Ag,S and
CdS nuclei of small size. The precipitation of Ag,S particles could act as nucleating platforms to form
the first lamellar CdS structures without excluding some insertion of Ag™* ions into the CdS during
its nucleation [61]. The slow generation of S2~ allows the evolution of the lamellar CdS structures
into nanobars by means of the rolling mechanism [35] and subsequently they can grow to nanobars
by aggregation following the Ostwald mechanism [72]. The use of L-cysteine can modify both the
nucleation and growth steps of CdS because of the dual nature of L-cysteine acting as a complexing
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agent and sulphur source. In this case, the Cd** and Ag* ions could complex with ethylenediamine
and L-cysteine taking into account the relative stability of the complexes [67]. As the temperature
increases, the L-cysteine complexes lose their stability and Cd(Ag)-S bonds are obtained forming the
initial sulphide nuclei:

[Cd (L-Cys),|2" + [Ag(L-Cys)]" — Ag-CdS (L-Cys),,.

Once the L-cysteine complexes decompose, the Cd-EDA complexes contribute to the growth of
the small particles Ag-CdS L-cysteine:

Ag—CdS (L-Cys), + [Cd (EDA),]2* 2} Ag—CdS (L-Cys)+ nEDA.

The steric effects produced by the L-cysteine adsorbed on the CdS nuclei impedes the evolution
of Ag-CdS into nanobars by means of the rolling mechanism [35], obtaining the observed globular
morphology. The use of thiourea can also modify both the nucleation and growth steps of CdS because
the thiourea could act as both complexing agent and sulphur source. In this case, the thiourea forms
stable complexes with the Ag™ ions while the ethylenediamine is coordinated with the Cd?* ions
according to the relative stability of the complexes [67]. As the temperature increases, the hydrolysis
of thiourea takes place to quickly produce the S~ anions. At the same time, the Ag-Tu complex is
decomposed and this factor, together with the high availability of S*~ ions formed from thiourea,
leads to the initial fast nucleation and growth of the Ag,S precipitates. The nucleation of CdS from
Cd-EDA complexes takes place subsequently forming a high number of small CdS nuclei in contact
with Ag,S particles without excluding some insertion of Ag* ions in the CdS during this nucleation
step. The subsequent growth step of CdS after the nucleation to form bidimensional structures
(by Ostwald ripening) and the formation of nanorods by rolling mechanism are kinetically limited
because of the low availability of S~ after the quick hydrolysis of thiourea that results in low crystalline
CdS nanostructures.

4.2. Nanostructuration of AgCdS and Its Relationship with Photoactivity

The differences in the photoactivity of the CdS-X and AgCdS-X samples must be discussed
according to their different photophysical properties. Such properties have been strongly influenced
by the nature of the sulphur source, affecting the photocatalytic stages from the light absorption to
generate electron and holes, their transport and/or recombination and the redox reactions promoted by
those electrons able to reach the surface of the photocatalyst.

One of the most important parameters involved in the light absorption ability of the photocatalysts
is related with the surface area exposed to irradiation. The Figure 10 shows the evolution of the
hydrogen production (umol) respect to the surface area in the CdS-X and AgCdS-X series. For both
photocatalyst series it was found that the photoactivity does not evolve in parallel with the surface area
(Figure 10), which indicates that there are additional factors to the surface area to justify the differences
in the photoactivity of the CdS-X and AgCdS samples.

The capacity to generate electrons and holes is another important parameter related with the
photoactivity. This fact is governed by the energy of the bandgap, because it determines the effective
photons that are able to excite electrons from the valence band to the conduction band. The lower
bandgap, the higher range of photons can be harnessed to generate electrons and holes. The energy
gap of the AgCdS-X photocatalysts decreases respect to the CdS-X samples in the case of the samples
prepared with elemental sulphur and L-cysteine (AgCdS-S and AgCdS-L). For these samples, the Ag*
insertion into the CdS lattice, demonstrated by XRD and TEM, generated new electronic states near the
valence band of the CdS, decreasing its band gap respect the CdS-X samples (Table 6).
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Figure 10. Comparison between photoactivity and surface area for the CdS-X (a) and AgCdS-X (b).

The comparison between the bandgap energy of the CdS-X and AgCdS-X samples and its
photoactivity is shown in Figure 11. It is observed an improvement in the photoactivity of the
AgCdS-X respect to bare CdS-X counterparts only for the samples prepared with elemental sulphur
and L-cysteine (AgCdS-S and AgCdS-L). This improvement is parallel to the band gap narrowing
observed for the AgCdS-S and AgCdS-L samples. However, for the samples prepared with thiourea
(CdS-T and AgCdS-T), a different trend was observed, showing the AgCdS-T higher photoactivity
in spite of the increase in the energy gap observed for this sample respect to those prepared with
elemental sulphur and L-cysteine. The better photoactivity of the AgCdS-T photocatalyst in spite
of its higher energy gap could be related with additional factors related, with the presence of small
crystalline structures (quantum dots), as the UV-vis spectra showed (Figure 7). The origin of these
quantum dots is associated to the fast nucleation of sulphides derived from the use of thiourea. Due to
the extremely fast nucleation stage, there exist a large number of nuclei, which aggregation and growth
through the Ostwald mechanism was hindered, remaining as small crystalline domains. These small
nanostructures generate quantum confinement effects that have been reported to strongly improve the
photoactivity of CdS because they are able to absorb solar light, enhancing the surface amplitude of
electrons and holes facilitating their interfacial reactions [39].
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Figure 11. Comparison between photoactivity (columns) and band gap energy (circles) of the CdS-X
and AgCdS-X photocatalysts.

From the XRD analysis it was found differences in crystallinity and size of CdS-X and AgCdS-X
photocatalysts, and thus, these parameters must be analysed because it is known that crystallinity and
size are involved in the effectiveness of the mobility of electron and holes to achieve the photocatalytic
surfaces. In this sense the effectiveness of the carrier mobility can be improved in CdS structures of
low size and high crystallinity because they decrease the distance to reach the surface and the number



Hydrogen 2020, 1 82

of grain boundaries, which act as recombination sites. Figure 12 compares the intrinsic photoactivity
(umol/m?) of the AgCdS-X and CdS-X samples respect to the crystallite size (Dp) calculated from XRD.
As shown in Figure 12 there is not a clear correlation between photocatalytic activity and crystallite size.
The effectiveness of the transport of electron and holes to achieve the surface of the photocatalysts can
also be determined by the presence of Ag,S on the surface that can act as co-catalysts facilitating the
transport of the energy carriers. According to this argument, the different intensities of the PL spectra
(Figure 8) indicate that AgyS species on surface play an active role to avoid the recombination processes.
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Figure 12. Comparison between photoactivity (columns) and crystallite size -Dp- (circles) of the CdS-X
(grey) and AgCdS-X (black) photocatalysts.

The effect of residual nitrogen on surface of the samples prepared with thiourea could also be
responsible of the high photoactivity observed on these samples because nitrogen linked to the surface
Cd?* ions can create surface states that promotes the transference of the photogenerated electrons to
the protons to produce hydrogen [74].

The differences in the crystallite size, crystallinity and textural properties described above are
translated into different morphologies depending on the sulphur source employed (SEM analysis,
Figure 4). However, none of these parameters showed a direct relationship with the photoactivity,
and therefore it seems that the photoactivity of the AgCdS-X samples is linked to a combination of
these factors together with the insertion of Ag* in the CdS or the segregation of Ag,S on CdS.

In the case of the sample, prepared with elemental sulphur (AgCdS-S, Figure 13a), highly crystalline
CdS nanobars, in poor contact with AgCdS particles of high size, were obtained. The improvement in
the photoactivity of the AgCdS-S sample respect its CdS-S counterpart lies in the formation of AgCdS
particles whose band gap allows the absorption of a wider range of the solar spectrum. The improvement
in the photoactivity of the AgCdS-S sample is limited by the formation of AgCdS particles in scarce
number and with high size. For the sample prepared with L-Cysteine (AgCdS-L, Figure 13b),
the insertion of silver was extended to the whole CdS structures and the size of the AgCdS particles was
lower than in the previous case prepared with elemental sulphur. Therefore, the better development
of AgCdS particles with lower size obtained in this AgCdS-L sample justifies its improvement in
photoactivity respect to that obtained for the sample prepared with elemental sulphur. The sample
prepared with thiourea (AgCdS-T, Figure 13c), shows the combination of CdS, Ag,S and small
crystalline structures of CdS (quantum dots). These three components contribute to the improvement
of the photoactivity observed in the AgCdS-T sample. Part of the improvement in photoactivity is
related to the existence of small crystalline domains (QD) with strong confinement effect because
these nanostructures are able to absorb solar light and quickly generate surface electrons and holes,
and also because these nanostructures significantly enhance the surface amplitude of electrons and
holes facilitating their interfacial reactions. In addition to this, the segregation of Ag,S and its junction
with CdS allows the absorption of a wider range of the solar spectrum. Nevertheless, the effective
management of the charge carriers to produce the redox reactions strongly depends on the relative
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position of the valence band and conduction band. The relative position of the valence and conduction
band of CdS and Ag,S in the sample AgCdS-T has been calculated theoretically (see Materials and
Methods section in Supplementary Info) and the results are collected in Table 7 [75-78].

Figure 13. Dispersion of the active sites for the AgCdS-S (a), AgCdS-L (b) and AgCdS-T (c) samples.

Table 7. Calculation of the Ecp, Eyp of CdS and Ag,S.

BG (eV) X (eV) Ecg (eV)  Eyp (eV)

CdS 2.56 5.2881 —-0.4919 2.0681
Ag,S 1.0 4.9669 -0.0331 0.9669

As it is depicted in Figure 14a, the CdS acts as a n-type semiconductor while the Ag,S is a p-type
material, therefore the Fermi level (Eg;) for CdS is near the conduction band and for Ag,S is near the
valence band [79]. The close contact between CdS and AgyS in the AgCdS-T sample promotes the
Fermi level alignment through the flow of electrons from the CdS conduction band to that of Ag,S,
leading to the band bending of both semiconductors, as it is shown in Figure 14b,c.

After the band bending, the electronic transfer mechanism between CdS and Ag,S can be produced
in two different ways, forming a p-n heterojunction or a direct Z-scheme (Figure 14b,c). In the p-n
heterojunction, the conduction band of Ag,S is located at higher potential respect to that of CdS, so it
favors the flow of electrons from Ag,S to CdS, and on the contrary, the holes moves from the valence
band of CdS to the valence band of Ag,S [80]. In this case, the quantum dots contributed to both
improve the light absorption and to enhance the surface amplitude of electrons and holes facilitating
their interfacial reactions. However, this p-n scheme showed two main disadvantages that should be
take into account. On one hand, and according to the work of Di et al. [81], from the kinetic point of
view the electrostatic repulsions in the conduction band could avoid the electron transfer to produce
hydrogen, and thus, the hole transfer between the valence bands was also limited. While, on the other
hand, the effectiveness of the p-n heterojunction also resides in the redox ability to carry out the desired
oxidation/reduction reactions. In this sense, the Figure 14a shows that the oxidation of SO52 in the
valence band of Ag,S is not possible due to the redox potential. According to the equilibrium reactions
of the sacrificial reagents (see supplementary information, Figure 59) this fact can negatively affect the
photoactivity due to the mismatch of the equilibrium balances of >~ and SO32~ species, which could
lead to an increase in disulphide species (S;27) that acts as an optical filter and therefore worsen the
capacity to absorb light [82].

In the charge transfer route of a direct Z-scheme (Figure 14c), the electrons of the n-type
semiconductor (CdS) together with the electrons injected by the quantum dots are directly recombined
with the holes of the p-type semiconductor (Ag,S). Therefore, the most reductant electrons remain
in Ag,S to produce hydrogen, and the most oxidant holes in the CdS oxidize the S>~/SO32~ species.
In this structure it is allowed a better spatial separation of the charge carriers together with the
adequate location of the valence band and conduction band to carry out the oxidation/reduction
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processes. Based on this, it seems that in this scheme, the junction between CdS and Ag,S allows a
better management of the energy carriers, and therefore it can be justified the improvement of the
hydrogen production in the AgCdS-T sample.
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Figure 14. Schematic band diagram of the Ag,S and CdS before contact (a) the p-n heterojunction in
AgCdS-T (b) and a direct Z-Scheme (c) after band bending to align Fermi level.

5. Conclusions

In this work we studied the influence of the sulphur precursor used in the synthesis of Ag
modified CdS photocatalysts over the morphology, particle size, crystallinity and silver incorporation
into the CdS lattice. The physicochemical characterization of the CdS-X and AgCdS-X photocatalysts
has revealed the strong impact of the different sulphur sources on the mechanism of synthesis and
structuration of the AgCdS samples. The slow generation of sulphide anions from the elemental
sulphur, favours the insertion of silver into the lattice of the initial CdS nuclei, modifying its electronic
structure, and the growth of nanobars with a high aspect ratio. L-cysteine also shows a relatively slow
release rate of sulphide ions, allowing the silver insertion into the CdS lattice and decreasing the band
gap value. In this case globular-like structures were obtained due to steric impediments promoted
by the surface L-cysteine molecules that act as capping agent. The use of thiourea as sulphur source
produces high concentration of sulphide anions after its hydrolysis that produces the precipitation
of silver in the form of Ag,S in close contact with a poorly crystallized CdS with existence of small
crystalline domains with quantum confinement. This ternary combination CdS+Ag,S5+QD improves
the absorption of light, enhances the presence of electrons and holes at surface level and facilitates the
interfacial reactions on the photocatalyst surface.
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Supplementary Materials: The following are available online at http://www.mdpi.com/2673-4141/1/1/5/s1,
Figure S1: Representative example of the peak broadening deconvolution analysis of the XRD profiles
(AgCdS-T sample). Figure S2: Experimental setup used for the photocatalytic activity measurements. Figure S3:
Irradiance spectra of the Xe arc lamp (150W, ozone Free, LOT Oriel GmbH & CO KG) measured with spectroradiometer
(ILT550 LOT Oriel GmbH & Co. KG) at a focal distance equal to 26.5 cm. Figure S4: Representative chromatrogram
(AgCdS-S sample) obtained in the GC Varian STAR CX3400 to quantify the produced H, (peak at retention time
2.55 min). Figure S5: Hj calibration curve for the quantification of the hydrogen produced from the chromatographic
areas and experimental fitting of the results obtained in the CdS-X and AgCdS-X samples. Figure S6: Williamsom-Hall
plot linear fit for the CdS-X and AgCdS-X photocatalysts prepared with different sulphur source: (a) Elemental
sulfur, (b) L-cysteine and (c) Thiourea. Figure S7: HR-TEM images of the FFT analysis for the determination of
the crystalline planes of the (a) AgCdS-S for the region FFT I (b) and FFT II (c). Figure S8: Urbach tails linear fit of
CdS-X and AgCdS-X photocatalysts prepared with different sulphur sources: (a) Elemental sulfur (b) L-cysteine
and (d) thiourea. Figure S9: Sacrificial reagents equilibrium reactions [5]. Table S1: Standard deviation of the
concentration (umr.) of Cd, S and Ag determined by TXRF for all the CdS-X and AgCdS-X samples. Table S52:
Complex stability constants extracted from reference [4]. Table S3: Electronegativity of Cd, Ag and S calculated
from EIE and EA, extracted from reference.
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