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3D porous ZnO-SnS p—n heterojunction for
visible light driven photocatalysis
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A novel two-step solution approach is put forward to design a unique three dimensional (3D) porous
ZnO-SnS p—n heterojunction under mild conditions. This special 3D structure is induced via flower-like
ZnO in which SnS serves as an efficient photosensitizer to improve the light harvesting across the whole
visible range. A profound investigation of the mechanism shows that this 3D porous ZnO-SnS material
effectively integrates the large surface area and high redox potential of ZnO, and wide visible-light
harvesting of SnS, which largely promotes the transfer and separation rate of carriers. The systematic
study on the active species generated during the photocatalysis illustrates that it is the photoelectrons,
*OH and O,*" that play the crucial role in the degradation of dyes. As a result, the noble-metal free
photocatalyst degrades nearly 100% of rhodamine B (RhB) within 80 min and methylene blue (MB) in
40 min under visible light. The photocatalytic activity is 10 times higher than that of the pure flower-like
ZnO and two times higher than that of the SnS material. Moreover, the photocatalyst is easily separated
and reused at least four times without obvious change in efficiency and properties. This work provides
an effective strategy for the synthesis of 3D porous p-n heterojunction semiconductor-based
photocatalysts with low cost and low toxicity, which present promising applications in the field of solar

rsc.li/pccp energy storage and conversion.

1. Introduction

In recent years, industrial organic dye wastewater has posed
serious threats to sustainable environment development and
human health. Fortunately, these thorny problems can be
solved by the photocatalytic technique,'™ which makes use of
sunlight or ultraviolet light irradiation to achieve complete
degradation of organic dyes in wastewater without leaving any
toxic residues.*® Among various photocatalysts, n-type ZnO as
a wide band gap semiconductor has been widely investigated”®
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because of its advantages such as low cost, abundance, relatively
high efficiency and environmental friendliness.”** However,
several formidable challenges still remain such as its narrow
absorption,"® high carrier recombination rate and the intrinsic
defect of photocorrosion,'* which have severely restricted its
photocatalytic activity and photostability. To address these
issues, an alternative strategy is to fabricate a p-n heterojunction
between ZnO and a p-type material with a narrower band gap that
acts as a sensitizer to absorb visible light.'> > The heterojunction
between p-type and n-type semiconductors results in the formation
of a depletion layer at the p-n interfacial region, which induces an
electric field and improves the separation ability of electron-hole
pairs.”® Therefore, the absorption of visible light and the carrier
separation capability will be enhanced at the same time. For
example, Sunita and co-workers have extended the light-harvesting
range and suppressed the carrier recombination of ZnO nanorods
with Ag,S as a sensitizer.”* Among numerous candidates, a p-type
transition metal sulfide, tin sulfide (SnS), has received considerable
interest because of its good photoresponse ability. It has a narrow
band gap of 1.1-1.5 eV and completed absorption of visible light
during the photodegradation.”® Moreover, its excellent properties of
low-toxicity, earth abundance, and high chemical stability have
attracted much attention.’®*” Therefore, the combination of ZnO
and SnS will be an effective strategy to obtain a novel kind of
photocatalyst by integrating their advantages.
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However, the current study of ZnO-SnS is mainly limited to
the field of solar cells,*®*** such as the n-ZnO/p-Sn$ core-shell
nanowire array prepared as an active layer by Zhu et al. Apart
from the report on the degradation of ciprofloxacin with the
ZnO-Sn$S heterojunction by Makama etc. in 2015,>° there are
few reports on the application of ZnO-SnS in photocatalysis to
date, especially a systematic study on the degradation activity
and mechanism of organic dyes with high efficiency under
visible light.

In addition, the photocatalytic activity is related to the
morphology and dimensions of the material. It is known that
a three-dimensional (3D) porous structure usually presents
higher photocatalyst activity than a one-dimensional (1D) catalyst,
because of its larger specific surface area, more excellent organic
dye adsorption ability and higher utilization of the incident
light.**% Herein, a 3D porous ZnO-SnS heterojunction was
synthesized following a simple two-step solution strategy, which
enjoys the advantages of high efficiency, low toxicity, low cost and
easy operation. The design concept is presented in Scheme 1.
Firstly, the flower-like ZnO is prepared as the foundation of the
porous structure of ZnO-SnS due to its large surface area that
significantly facilitates the interaction between ZnO and SnS.
Afterwards, citric acid is employed as the surface-modifying
ligand, which not only activates the surface of ZnO, but also
facilitates the particle dispersion of the catalyst. Finally, with the
addition of SnCl,-2H,0, Na,S-9H,0 and CTAB surfactant, a 3D
porous ZnO-SnS heterojunction is formed. This unique structure
takes full advantage of the high surface area and wide light-
harvesting range of ZnO and SnS, and hence effectively improves
the carrier separation rate. Consequently, the 3D porous ZnO-SnS
heterojunction achieves 10 times higher photocatalytic activity

Porous ZnO-SnS

o High efficiency @ Low toxicity
o Low cost @ Easy operation

D

Scheme 1 Schematic illustration of the 3D porous ZnO-SnS heterojunc-
tion prepared with a two-step solution method: (a) preparation process
and (b) design concept of the 3D porous ZnO-SnS heterojunction.
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compared with flower like ZnO, which degrades almost 100% of
RhB in 80 min under visible light with a first-order rate constant
of 0.05 min~". Moreover, after each photocatalysis reaction, the
photocatalyst is easily separated and reused at least four times
without any obvious change in efficiency and properties.

2. Experimental
2.1 Materials

All of the reagents used in the experiment were analytically pure
and used as received. Ammonium bicarbonate (NH,HCO3),
silver nitrate (AgNO;) and zinc oxide (ZnO >99.5%) were
purchased from Huadong Reagent Factory in Tianjin. Citric
acid (C¢HgO,) and ammonium oxalate ((NH,),C,0,) were purchased
from Beijing Chemical Factory, sodium sulfide nonahydrate
(NayS-9H,0 >98%), hexadecyltrimethy ammonium bromide
(CTAB) and stannous chloride (SnCl,-2H,0) were from Xilong
Chemical Co., Ltd. rhodamine B (RhB), methyl orange (MO)
methylene blue (MB), benzoquinone (BQ) and tert-butanol
(¢-BuOH) were from Guangdong Chemical Factory.

2.2 Synthesis of 3D flower-like ZnO superstructures

In order to increase the surface area of the sample, analytically
pure zinc oxide was used to prepare flower-like ZnO. In a typical
procedure, 2 g NH,HCO; was dissolved in 150 mL purified
water. Afterwards, 4 g zinc oxide was added into the above
solution, stirring at 40 °C for 20-30 min, and then, the obtained
sample was washed and centrifuged with deionized water
several times. Finally, the product was dried at 60 °C for further
application.

2.3 Synthesis of the SnS material

In a typical procedure, 158 mg SnCl,-2H,0 and 36.5 mg C¢HgO-
were dissolved in 100 mL water. After stirring for 1 h, 25 mL
Na,S-9H,0 (0.025 M) was added dropwise into the above
solution. After continuously stirring for another 1 h, a brown
SnS material was finally obtained, washed with deionized water
several times and dried at 60 °C for future characterization.

2.4 Synthesis of a 3D ZnO-SnS porous heterojunction

The synthesis procedure of the ZnO-SnS heterojunction with
the optimal ratio of Zn>* to Sn>* equal to 4 (Table S1, ESIT) was
as follows: 56 mg flower-like ZnO and 36.5 mg CsHzO, were
mixed together in a round flask and dispersed well in water
under continuous stirring. Afterwards, the mixture was heated
up to 40 °C for 2 h. Then, 40 mg SnCl,-2H,0 and 10 mg CTAB
were gradually dissolved in 25 mL water and added dropwise
into the above solution. After constantly stirring for another
2 h, 38 mg Na,S-9H,0 was dispersed in 25 mL water and added
dropwise into the stannous chloride solution with a dropping
funnel. After stirring for 1 h, the solution gradually turned light-
yellow, indicating the formation of a ZnO-SnS heterojunction.
By contrast, the experiment was conducted without the addition
of CTAB. Finally, the obtained products were separated and
collected after being washed with deionized water several times.
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It should be noted that this dropwise addition of SnCl,-2H,0
and Na,S-9H,0 was very important to slow down the ion-exchange
reaction between [Zn>*0*7] ions and [Sn’*S®>7] ions on the
surface of Zn0.*

2.5 Characterization

Powder X-ray diffraction patterns (XRD) were acquired by a
Shimadzu XRD-6000 diffraction system with high-intensity Cu
Ko radiation. Field-emission scanning electron microscope
(FESEM) images were obtained on a Hitachi S-4800 operated
at the voltage of 5.0 kV. Transmission electron microscopy
(TEM) images were acquired on a JEOL 2010 at an accelerating
voltage of 200 kV. X-ray photoelectron spectrometry (XPS) was
carried out with a VG ESCALAB MKII spectrometer to study the
valence states of the existing elements. UV-vis absorption
spectra were obtained using a Shimadzu 3600 UV-visible-NIR
spectrophotometer. Photoluminescence (PL) measurements were
achieved with a RF-5301PC instrument. The electrochemical
impedance spectra (EIS) measurements were conducted by using
a CHI 660E electrochemical workstation, with three electrodes
including a saturated calomel electrode, a Pt sheet and the as
prepared steel net corresponding to the reference electrode,
counter electrode and working electrode respectively. 1 M Na,SO,
was used as the electrolyte. The preparation of the working
electrode was as follows: firstly, a mixture of the active substance,
acetylene black and polyvinylidene fluoride (PVDF) with the mass
ratio of 8:1:1 was ground evenly; then, 1-2 drops of N-methyl
pyrrolidone (NMP) were added to the mixture to form a homo-
geneous slurry; and finally, a certain amount of the slurry was
smeared onto the steel net, and dried at 60 °C for 12 h. The cyclic
voltammogram(CV) test was conducted in the same three-
electrode cell system as the EIS measurements with a scan rate
of 10 mV s~ " and a voltage window of —0.5-0 V. Nitrogen
adsorption-desorption (BET) was examined using a micrometric
ASAP 2020 instrument, with the degassing temperature of 200 °C.
The Fourier transform infrared (FI-IR) spectrum was taken on a
Nicolet AVATAR 360 FT-IR spectrophotometer.

3. Results and discussion

3.1 Morphology and structure of the 3D porous ZnO-SnS
heterojunction

As illustrated in the SEM picture (Fig. 1a), ZnO treated with
NH,HCO; exhibits a 3D flower-like morphology with an average
diameter of 0.5-1 um. When SnS and CTAB are introduced, the
obtained ZnO-SnS heterojunction gives a relatively fluffy 3D
porous microstructure with a rough surface (Fig. 1b). Meanwhile,
the TEM image (Fig. 1c) also exhibits a flower-like structure of
ZnO. The fringe with d of 0.276 nm in the HRTEM image matches
well with the (002) crystallographic plane of ZnO (Fig. 1d). After
introducing SnS and CTAB, the composite exhibits a 3D structure
with many small holes (Fig. 1e), which is consistent with the SEM
result. This structure will possess high photocatalytic activity with
broader light harvesting ability and more reactive sites. Moreover,
the HRTEM image of the composite shows both the (002)
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Fig. 1 SEM images of (a) flower-like ZnO and (b) the 3D porous ZnO-SnS
heterojunction (molar ratio of Zn?*:Sn?* = 4:1), (c) TEM and (d) HRTEM
images of flower-like ZnO, and (e) TEM and (f) HRTEM images of the 3D
porous ZnO-SnS heterojunction.

crystallographic plane of ZnO and the (002) crystallographic
plane of SnS with the lattice space of d = 0.195 nm (Fig. 1f),
demonstrating the successful preparation of the ZnO-SnS hetero-
juction. It should be noted that owing to the weak crystallinity of
SnS, amorphous SnS can also be observed as a random layer
lattice denoted by the red circle. Furthermore, the lattice of
ZnO-SnS seems vague and curved, which may result from
the existence of Sn** defects, oxygen deficiency and/or oxygen
vacancy defect complexes in the heterojunction.*®

Elemental mapping was conducted to decipher the composition
and elemental distribution of the ZnO-SnS heterojunction (Fig. 2).
Meanwhile, the blue, red and yellow color images are distinctly
acquired at the K-line spectra of Zn, O and S elements, respectively,
while the green color of the image corresponds to the L-line spectra
of Sn, showing the coexistence of Zn, O, Sn and S elements in the
ZnO-SnS heterojunction. The corresponding atom contents in
Fig. 2b are 34.48%, 40.12%, 15.06% and 10.34% for Zn, O, Sn and
S, respectively. It is observed that the contents of Sn and O are a
little higher than those of S and Zn, which may be due to the
formation of a small amount of SnO and O, from the atmosphere.
However, it has little effect on the catalyst activity.**

XRD measurements of ZnO, SnS and ZnO-SnS were carried
out to investigate their crystallinity and phase composition
(Fig. 3a). Meanwhile, all the diffraction peaks of the blue line
are well consistent with the wurtzite phase of ZnO (JCPDS:
36-1451),** which contains nine main sharp and intensive peaks
from 30 to 70°, ascribed to its high purity and crystallinity.
Besides, the wide diffraction peaks at 26.9° and 31.5°0f the black
line are attributed to the (120) and (111) planes, which agrees
well with the orthorhombic phase of SnS (JCPDS no. 39-0354),*

This journal is © the Owner Societies 2017
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Fig. 2 Mapping and EDX pictures of the 3D porous ZnO-SnS hetero-
junction, indicating the coexistence and homogenous distribution of Zn,
O, Sn and S elements in the ZnO-SnS heterojunction.
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Fig. 3 (a) Powder XRD patterns of ZnO, SnS and the 3D porous ZnO-SnS

heterojunction, and (b) FTIR spectra of the ZnO-SnS heterojunction,

certifying the successful preparation and high purity of the as prepared

ZnO-SnS photocatalyst.

60 70

while the whole shallow peak indicates the existence of amorphous
SnS. SEM and TEM (low and high) images show that the size of the
SnS is quite small (Fig. S1a and b, ESIT). The HRTEM image of SnS
further confirms the co-existence of amorphous and orthorhombic
phases in the obtained SnS. This probably results from its special
preparation process. That is, the addition of citric acid and low
synthesis temperature (room temperature) is unfavorable to the
adequate growth of SnS, which finally brings about its poor
crystallinity, irregular shape and small particle size (Fig. S1, ESIt).
When it comes to the ZnO-SnS patterns (Fig. 3a, red line), sharp
peaks of wurtzite phase ZnO are observed. However, apart from
several weak peaks, no obvious characteristic diffraction peaks
of SnS are observed owing to its low loading content and weak
crystallinity. On the other hand, this also indicates the good
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dispersion of small SnS nanoparticles on the ZnO surface,
which is consistent with the TEM result.

In order to check the bond structure of ZnO-SnS, FTIR
measurement was carried out (Fig. 3b). The absorption at
3183 cm™ ! is attributed to the stretching mode of hydroxyl groups,
while the peak observed at 1578 cm™ " is attributed to the O-H
asymmetrical stretching of zinc carboxylate ions. Meanwhile, the
carboxylate probably results from reactive carbon during synthesis,
while the hydroxyl comes from the hygroscopic nature of ZnO.***
Moreover, the peaks located at 2913 and 1409 cm™ ' confirm the
stretching vibration and deformation vibration of the C-H mode
from alkane groups,*® respectively, while the band at 513 cm™*
may be associated with oxygen deficiency and/or oxygen vacancy
(Vo) defect complexes in ZnO.*®*” However, it should be noted that
almost all of the peak positions present a small shift toward lower
binding energy compared with the related literature, which may be
from the special interaction between the functional groups on the
surface of the ZnO and SnS.*

XPS was performed in order to study the valence states of the
elements in the obtained sample. In Fig. 4, the peaks of Zn,
O, Sn and S are clearly observed. The two strong separated
contributions at 1021.8 and 1044.8 eV in the high resolution
spectra of Zn are assigned to the binding energy of the
Zn 2ps;, and Zn 2p,., orbitals, which is in accordance with
Zn(u). Moreover, the satellite line in Fig. 4b is consistent with
the characteristic peak of O 1s, which is fitted to separate
peaks (I and II) derived from two different kinds of O species.
Meanwhile, peak I should be associated with the lattice oxygen
(0)) of ZnO,"® while peak II is from chemisorbed oxygen (O,)
rooted in the surface hydroxyl group.*® In addition, the peaks at
the binding energy of 484.9 and 497.2 eV in Fig. 4c correspond
to the characteristic peaks of Sn 3ds,, and Sn 3d;/,, which are
probably assigned to SnS, while the peak of S 2p observed at
163.9 eV in Fig. 4d indicates the presence of S element.
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Fig. 4 High-resolution XPS spectra of (a) Zn 2p, (b) O 1s, (c) Sn 3d and
(d) S 2p in the as synthesized ZnO-SnS.
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3.2 Photocatalytic properties

In order to evaluate the degradation activity of the photocatalyst,
RhB was taken to evaluate the performance of ZnO, SnS and
ZnO-SnS. Typically, 10 mg of the catalyst was dispersed into
25 mL of 10> M RhB aqueous solution by constant stirring
and maintained in the dark for 20 min and irradiation was
conducted using a 300 W Xe lamp with UV cutoff filters
(4 > 420 nm) (CEL-SPH2N, Beijing). In a certain time interval
(10 min), 3 mL of the reaction solution was extracted to study
the RhB concentration using a UV-vis spectrophotometer. The
degradation efficiency of the photocatalyst is defined as eqn (1):*°

Degradation (%) = C/Cy x 100% (1)

where C, and C are the initial and remaining concentration of
RhB after the reaction. The degradation rate is calculated using

eqn (2):
In(Cy/C) = kt (2)

in which k is considered as the degradation rate constant. As
observed from Fig. 5a, after 20 min of constant stirring in the
dark, all RhB solutions containing the three photocatalysts
reveal a slight decrease in absorbance, which is attributed to
the adsorption effect of the dye on the surface of the photo-
catalysts. However, once the RhB solution is irradiated under
visible light, its absorbance displays a rapid decline with SnS
and ZnO-SnS as the catalyst. After 80 min of visible light
irradiation, the conversion rates of RhB by SnS and flower-like
ZnO are 68% and 22%, respectively, while RhB can be almost
totally degraded by the ZnO-SnS heterojunction under the same
conditions (Fig. 5b). Besides, according to eqn (2), the degradation
rate constant of 3D porous ZnO-SnS is calculated to be about
0.05 min~', which is 2 times higher than that of SnS and
10 times higher than that of flower-like ZnO (Fig. 5c and Table S2,
ESIT). Its corresponding degradation process by the ZnO-SnS
heterojunction is illustrated in Fig. 5d, from which the absorbance
of RhB at 552 nm shows a significant decrease and finally vanishes
in 80 min. The 3D porous ZnO-SnS has an outstanding photo-
catalysis character compared with other SnS based photocatalysts.
A detailed comparison of performance between this work and
previous reports is listed in Table S3 (ESIt).>’

In addition, to further investigate the universality of the
ZnO-SnS photocatalyst, parallel experiments were carried out
to degrade MO and MB with the same experiment parameter
(10 mg of the catalyst was dispersed into 25 mL of 10> M MB or
MO solution). The degradation efficiency was shown in Fig. S2
(ESIY). It is observed that MB can be completely decomposed in
40 min, while it takes MO almost four times (150 min) longer to
be degraded, which may be attributed to the surface charge
properties of ZnO-SnS. As seen from the FTIR spectrum, the
stretching vibrations of COOH ™ and OH ™~ are observed,* which
certifies the negative charge property of the ZnO-SnS surface.
Besides, it is widely known that RhB and MB are cationic dyes,
while MO is an anionic dye. Therefore, there will be a good
electrostatic interaction between ZnO-SnS and the cationic
dyes. This increases the carrier transfer rate caused by the easy
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Fig. 5 (a) Photocatalytic degradation curves, (b) degradation efficiency

and (c) plot of In(Co/C) of flower-like ZnO, SnS and the 3D porous
ZnO-SnS heterojunction on the photodegradation of RhB in 80 min,
and (d) absorption curve of RhB solution with the 3D porous ZnO-SnS
heterojunction as a catalyst under visible light (wavelength of incident
light: 2 > 420 nm, 10 mg photocatalyst in 25 mL of 1 x 107> M RhB
aqueous solution, and 300 W xenon lamp as the light source).

adsorption of the cationic dyes on the surface of ZnO-SnS,
while for anionic dyes, electrostatic repulsion between ZnO-SnS
exists, and this effect is aggravated with the increase of reaction
time. This view can be further proved by the different adsorption
degree of RhB, MB and MO under dark conditions (Fig. 5a and
Fig. S1, ESIT). Hence, ZnO-SnS has higher photocatalytic activity
for cationic dyes. The better adsorption and degradation ability
of MB than RhB may be attributed to the more complex
structure of RhB.*?

3.3 Catalytic mechanism

To further understand the reasons for the enhanced catalytic
activity of ZnO-SnS, the catalytic mechanism was systematically
investigated. Generally, the photocatalytic activity of a semi-
conductor is mainly determined by three factors: the surface
area, light harvesting capacity and carrier transfer capacity of
the catalyst.

3.3.1 Large surface area. The formation of a porous 3D
structure results in a high specific surface area of the catalyst,
which increases the utilization of incident light and the contact
between the catalyst and pigments. From the BET surface test
in Fig. 6(a-d), all of the photocatalysts reveal type IV isotherms
with a hysteresis loop, from which the existence of a mesopore
distribution is confirmed. The BET surface area for flower-like
ZnO, SnS, ZnO-SnS and 3D porous ZnO-SnS is 35.46, 4.68,
52.86 and 72.98 m” g, respectively. It is worth noting that the
3D porous ZnO-SnS heterojunction exhibits a relatively higher
BET surface area compared with flower-like ZnO and SnS owing
to its special structure, which is of great significance to achieve
an efficient photocatalysis activity. This is why ZnO-SnS exhibits
higher adsorption degree of RhB than ZnO and SnS even under
dark conditions.

This journal is © the Owner Societies 2017
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Fig. 6 Typical nitrogen adsorption and desorption isotherms of (a) ZnO,
(b) SnS, (c) ZnO-SnS and (d) the 3D porous ZnO-SnS heterojunction,

demonstrating the relatively high area of the 3D porous ZnO-SnS
heterojunction.

3.3.2 Wide light-harvesting ability. As certified in Fig. 7a,
ZnO shows a narrow absorption from 300-550 nm while SnS
enjoys a wide absorption range from 300 to 900 nm. Therefore,
the ZnO-SnS heterojunction displays a relatively broader optical
absorption capability across the entire visible light spectrum,
showing it is an efficient visible light-sensitive photocatalyst.
Especially, the band edge level of semiconductors is closely
related to their absorbance value, which is critical for determining
their degradation activity. The corresponding data are presented
in Fig. 7b. In general, the potential conduction band (Ecg) and
valence band (Evg) edges of a semiconductor are calculated by
Mulliken electronegativity theory expressed as eqn (3)-(5):>

Ecg =y — Ee — 0.5E, (3)
Ee=4.5 eV (4)
Eyg = Ecp t Eg (5)

where E, is the band gap of the semiconductor, and E. is
considered as 4.5 eV from the energy of free electrons. y is the
electronegativity of the semiconductor calculated by the geometric
mean of the absolute electronegativity of the constituent elements.
According to the Pearson Absolute Electronegativity,> the absolute
electronegativity of O, S, Sn and Zn is 7.54, 6.22, 4.30 and 4.45 eV,
respectively. Accordingly, yzno = (tzn%0)"> = 5.79 eV while ygns =
(xsn-ys)* = 5.17 eV. According to the Kubelka-Munk method,* the
relationship between the band gaps and the UV-vis spectra of
semiconductors follows eqn (6):

(chv)'" = A(hv — Ey) (6)

where n is determined by the electronic transition type of the
semiconductor. n = 1/2 for the direct band gap semiconductor
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Fig. 7 (a) UV spectra of flower-like ZnO, SnS and the 3D porous ZnO-SnS
heterojunction at wavelengths ranging from 300-900 nm, (b) Kubelka—
Munk method: the (xhv)?> plot as a function of the photon energy to
determine the band gap of the ZnO and SnS sample and (c) pictures of
three types of p—n junction, illustrating the wide light harvesting range and
type | p—n junction of the ZnO-SnS photocatalyst.

while n = 2 indicates an indirect band gap semiconductor. In
the present study, n is chosen as 1/2 to obtain the direct band
gap of ZnO and SnS.>® «, & and v correspond to the absorption
coefficient, Planck constant and frequency of incident light,
respectively; A is a proportional constant.>® Thus, the band gaps
of ZnO and SnS are 3.27 and 1.50 eV. Moreover, according to
the Mulliken electronegativity equations,’ the top of the VB
and the bottom of the CB of ZnO are calculated to be 2.81 and
—0.46 V (vs. NHE), while the VB and CB of SnS are estimated to
be 1.38 and —0.12 V, respectively. Besides, the above calculated
energy level position of the VB and CB of ZnO and SnS confirms
the type I p—n heterojunction (Fig. 7c).

3.3.3 High carrier transfer ability. Electrochemical impedance
spectra (EIS) Nyquist plots were used to investigate the carrier
separation and transfer ability of ZnO, SnS and the ZnO-SnS
heterojunction, from which the heterojunction gives a smaller
semicircle at high frequencies compared with ZnO and SnS
(Fig. 8a). This suggests its decreased charge transfer resistance.
More effective electron-hole pair separation and faster carrier
transfer rate are received in the interface of the ZnO-SnS
electrode.'*””® Besides, the cyclic voltammogram (CV) graph
in Fig. 8b further certifies the enhanced carrier transfer rate of
ZnO-SnS, from which the ZnO-SnS heterojunction presents
obviously the highest current density, indicating that an
enhanced electron transfer rate is achieved by the ZnO-SnS
heterojunction.'*>%°

3.3.4 Role of active species. In order to study the role of
active substance including electrons (e”), holes (h*), *OH and
0,*" during the process of catalytic reaction, 1 mmol of AgNO;,

Phys. Chem. Chem. Phys., 2017, 19, 16576-16585 | 16581
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Fig. 8 (a) EIS of ZnO, SnS and the 3D porous ZnO-SnS heterojunction,

indicating a faster transfer of charge carriers and higher electron—hole pair
separation ability of the 3D porous ZnO-SnS heterojunction and (b) CV of
ZnO, SnS and ZnO-SnS working electrodes, indicating higher carrier
transfer ability of ZnO-SnS.

(NH,4),C,0,, t-BuOH, and benzoquinone (BQ) were added into
25 mL 10> M RhB solution as electron, hole, *OH and O,*~
sacrificial agents, respectively. The results of the trapping
experiments are exhibited in Fig. 9. The degradation efficiency
of RhB just reveals a slight decline from 98% to 90.5% with the
existence of (NH,),C,0,, while the addition of AgNO;, BQ and
t-BuOH quenchers greatly reduced the catalytic activity to about
10%, indicating that electrons, *OH and O,° all play crucial
roles in the procedure of photocatalysis.

A possible catalytic process is illustrated in Fig. 10 based on
the above investigation. The p-n junction formed at the inter-
face of n-ZnO and p-SnS gives rise to carrier transfer between
ZnO and SnS until their Fermi levels align and reach the thermal
equilibrium state. Generally, a photocatalyst with a special p—n
junction is employed to reduce the recombination rate of photo-
generated electrons and holes through an internal electric field,
so that high photocatalytic activity is achieved. Meanwhile, the
carrier separation ability is based on the matched band gap
structure of the two semiconductors,"®>® which is responsible
for an efficient carrier generation and separation process.
However, the band positions of ZnO and SnS calculated above
indicates the formation of a type I p—n heterojunction, which
seems adverse to the electron transfer ability. Nevertheless, the
EIS and CV results do confirm the enhanced carrier transfer

100 +
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Fig. 9 Parallel experiments with various active species scavengers for the
photodegradation of RhB by the ZnO-SnS 3D porous photocatalyst under
visible light for 80 min, indicating that electrons, *OH and O,*~ play crucial
roles in the procedure of photocatalysis.
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rate of ZnO-SnS compared to pure ZnO and SnS, and there
must be other ways to facilitate the transfer of electrons. It is
confirmed by the previous research and the characterization
results of TEM and FTIR spectra’® that a defect level exists in
Zn0-SnS.°"®* In order to determine the type of the defect level
(Vo, O; etc.), the PL spectrum shows green emission at 540 nm
of ZnO-SnS (Fig. S3, ESIT), confirming the defect type of V.%*%°
Because the energy level of Vg is about 0.9 V deeper than that of
the CB of ZnO (—0.46 V),"”®” snS will possess a higher CB
(—0.12 V) compared with Vq (Fig. 10a). Therefore, the photo-
electron in SnS can be easily transferred to Vo of ZnO, which
forms a quasi-type II p-n junction and greatly promotes the
separation and transfer of carriers. The junction may partly
compensate the losses induced by the initial energy barrier in
the following way: when carriers diffuse on the interface of the
two semiconductors, a space charge region is formed between
n-type ZnO and p-type SnS (Fig. 10b). For the purpose of achieving
an equilibrium condition, charge carriers diffuse and drift between
SnS and ZnO, where a depletion layer is created because of the
formation of the positive charge at the n-type ZnO and negative
charge at the p-type SnS. This is helpful to separate the optical
carriers present in the diffusion region: the excited electrons on
the SnS surface will transfer to the capture center (Vo) of ZnO,
whereas holes on ZnO will migrate to SnS. This not only facilitates
the charge separation but also accumulates electrons and holes in
SnS and ZnO (eqn (7)). Considering the higher reduction capacity
of ZnO (—0.46 V vs. NHE) than 0,/0,*~ (—0.28 V), the gathered
electrons on ZnO will absorb O, and generate O,*~ (eqn (8)),
which will then react with H,O to produce H,0, and *OH

UV light UV and visible light
vs NHE
A oo,
O
0J0;- . ‘
(028V)
jm =) LB 0.9eV
WD , hy  Modifiedby ~D?° °
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Fig. 10 Mechanism for the degradation procedure of RhB with the 3D
porous ZnO-SnS heterojunction as a catalyst: (a) the design of the p—n
heterojunction with enhanced light harvesting range and (b) efficient
carrier separation and transfer rate of the heterojunction.
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(eqn (9)). H,O, will then change into the active substance *OH
and finally degrade the organic dye to CO, and H,O (eqn (10)
and (11)). Besides, owing to the weak oxidation potential of SnS
(1.38 V vs. NHE) compared with RhB (—5.96 eV vs. vacuum,®®
the value of the vacuum potential relative to NHE (¢) ranges
from ¢ = 4.44-4.85 V from the literature),*®’° holes on the SnS
surface have the possibility to convert organic dyes to intermediate
colourless compounds (just like aldehyde and acid),”>’>”* and
further oxidize them to CO, and H,O (eqn (12)).

As a consequence, the ZnO-SnS heterojunction exhibits
enhanced catalytic activity compared to pure SnS and
Zn0.73’74

ZnO-SnS + hv — ZnO(e”) + SnS(h") (7)

Zno(e™) + 0, —» 0,°~ (8)

0,*” + H,0 — H,0, + *OH 9)

H,0, — 2°OH (10)

*OH + organic dye — CO, + H,O (11)
SnS(h*) + organic dye — intermediate colorless

compounds (aldehyde or acid) - CO, + H,O (12)

4. Reusability of the catalyst

Finally, to test the stability and reusability of the ZnO-SnS
heterojunction, cycling experiments were carried out in the
photodegradation of RhB under visible light. After another four
cycles of photodegradation, there is no significant change in
the photocatalytic activity of the ZnO-SnS heterojunction
(Fig. 11a). The degradation efficiency for the four cycles is
found to be slightly decreased from 92% to 85.5%, which
may be rooted in the photo-bleaching on the surface of
ZnO-SnS.”>’® The XRD pattern (Fig. 11b) of the ZnO-SnS
heterojunction after four photocatalytic reactions still reveals
that the phase and structure remain intact.*® These results
indicate that the ZnO-SnS heterojunction photocatalyst is
sufficiently stable and not deactivated during the photo-
degradation of the organic dye.

0/
100% 2% 9% 88% After four cycles
photocatalysis

# #

85.5%

Cycle 4
Intensity (a.u.)

Before photocatalysis

* SnS

20 0 40 5 6 70
2 theta degree

At 80 minutes

Fig. 11 (a) Recyclability test of the photocatalytic decomposition of RhB
in four catalytic cycles under visible light and (b) XRD patterns of the
ZnO-SnS heterojunction before and after photocatalytic reaction, indicating
the high stability of 3D porous ZnO-SnS.
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5. Conclusions

The concept of this study is to design a 3D porous ZnO-SnS p-n
heterojunction photocatalyst with n-ZnO and p-type photo-
sensitizers (SnS). Benefiting from its advantages of high surface
area, wide light-harvesting ability and high carrier transfer
ability, the ZnO-SnS heterojunction gives rise to an obviously
enhanced photocatalytic activity in the degradation of RhB and
MB under visible light irradiation, which is 10 times higher
than that of flower-like ZnO with a first-order rate constant of
0.05 min~* during the degradation of RhB. Furthermore, the
catalyst possesses high stability and reusability, and can be
reused for at least four consecutive runs without appreciable loss.

This work is of great significance owing to the following
innovations. Firstly, it empowers us to design a novel environ-
mentally friendly photocatalyst for handling organic dyes with a
facile solution method. Secondly, it testifies the possibility of
using SnS as an environmentally amicable sensitizer that may
substitute Cd-based sensitizers. Thirdly, it furnishes researchers
a fresh idea to explore 3D porous structures in the field of
photocatalysis.
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