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Abstract: Ag/ZnO nanocomposites were synthesized and applied in the photocatalytic ozonation
of phenol. Their crystal, textural, morphological, optical, and electrochemical properties were
investigated by XRD, Raman, SEM, TEM, UV-Vis diffuse reflectance spectroscopy (DRS), X-ray
photoemission spectroscopy (XPS), and photoluminescence (PL) techniques in detail. The results
indicated that silver nanoparticles were well dispersed on the surface of porous ZnO and the intimate
contacts were formed at the Ag/ZnO interfaces. This prominently favored the separation and transfer
of photoinduced electrons from ZnO to Ag nanoparticles for the activation of ozone to produce «OH
and ¢O,~. As a result, a significant enhancement in photocatalytic ozonation of phenol was achieved
over Ag/ZnO catalysts. It also showed a synergistic effect between photocatalysis and ozonation.
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1. Introduction

The combination of ozone and heterogeneous photocatalysis is one of the promising advanced
oxidation technologies for the decomposition of organic contaminants [1-3]. In this process, ozone can
effectively capture the photogenerated electrons from the semiconductor to form ozonide radicals,
which not only obviously inhibits the recombination of the electron-hole couples, but also remarkably
increases the utilization efficiency of the dissolved ozone [4]. Thus, a significant enhancement in
the decomposition and mineralization of organic pollutants should be realized in the process of
photocatalytic ozonation. To advance the practical application of photocatalytic ozonation technology,
it is highly desirable to develop high-performance catalysts that can initiate a great synergism in the
combination of photocatalysis and ozonation [5-12].

As a typical semiconductor, ZnO is a promising candidate for photocatalytic ozonation reactions,
owing to its good photocatalytic properties and unique function for ozonation activation [13-17].
In addition, easy synthesis, low cost, and environmental friendliness also enable the large-scale
application of ZnO in the photocatalytic ozonation of organic pollutants [18]. However, owing to the
rapid recombination of the photoexcited electron-hole pairs, the development of ZnO for photocatalytic
ozonation reactions is greatly hindered and only moderate activity is achieved on pure ZnO for
wastewater treatment [19].

Surface decoration of a semiconductor with metal nanoparticles is a facile and effective strategy to
advance photocatalytic performances because the formation of heterostructure between metal and
the semiconductor can greatly promote the separation and transfer of photogenerated electron-hole
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pairs [20-23]. In addition, the supported metal nanoparticles can work with the semiconductor to
cocatalyze chemical reactions [24-26]. In this study, Ag nanoparticles were employed to decorate ZnO
for photocatalytic ozonation of organic pollutants by means of their unique properties. Experimentally,
Ag nanoparticles were deposited onto the ZnO surface via a photochemical approach and the resultant
Ag/7Zn0O catalysts were well investigated by XRD, Brunauer-Emmett-Teller (BET), TEM, SEM, X-ray
photoemission spectroscopy (XPS), and electrochemical measurement. Phenol was chosen as a model
contaminant to assess the catalytic performance. Electron paramagnetic resonance (EPR), along with
quenching experiments, was conducted to probe the role of active species in the phenol removal
and mineralization. Furthermore, the possible reaction mechanism over Ag/ZnO nanocomposites
was proposed.

2. Results and Discussion

2.1. Catalysts Characterization

Figure 1a displays the XRD patterns of pure ZnO and Ag/ZnO samples. The strong and sharp
diffraction peaks marked with “#” can be assigned to the hexagonal wurtzite ZnO (JCPDS File No.
36-1451). The loading of Ag on ZnO does not change its crystal structure. When the Ag content
increases to a certain amount (1.5 wt%) the characteristic diffraction peaks of Ag appear at 38.1° and
44.3° (JCPDS File No. 04-0783). The peak intensity becomes stronger with the increase of Ag content,
indicating that the Ag/ZnO composite is successfully prepared. Furthermore, no shift in the ZnO
diffraction peak is found among the samples, implying that Ag is deposited on the surface of ZnO
rather than incorporated into the lattice of ZnO. Figure 1b presents the Raman spectra of ZnO and
1.5 wt%Ag/ZnO. The pure ZnO displays several bands at 433, 377, and 327 cm™~!, corresponding to the
E;, A1(TO), and A; modes of hexagonal wurtzite ZnO, respectively [27]. The strong E, peak implies
the good crystallinity of the ZnO nanoparticle. After loading the Ag nanoparticles, the intensity of the
characteristic bands for ZnO is greatly increased, this is probably due to the local field of the metallic
Ag on the surface of ZnO [28]. The new bands between 500 and 900 cm™! could originate from the
enhanced Raman scattering by coupled LO-phonon-plasmon modes of ZnO with the presence of Ag
nanoparticles [29].
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Figure 1. (a) XRD patterns and (b) Raman spectra of the samples.

SEM was taken to observe the morphology of pure ZnO and 1.5 wt% Ag/ZnO. In Figure 2,
pure ZnO has a porous flake-like morphology composed of numerous aggregated nanoparticles and
no obvious change in morphology is observed when ZnO is loaded with Ag. Ag/ZnO was further
characterized by TEM. The porous structure is from the aggregation of ZnO nanoparticles (Figure 3a),
which is in good agreement with the observation in the SEM image. The HR-TEM image (Figure 3b)
clearly presents the lattice distance of 0.247 nm and 0.235 nm, corresponding to the (101) plane of
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ZnO and the (111) plane of Ag [26], respectively. This means that the intimate contact between ZnO
and Ag is formed, which will facilitate the separation for the photogenerated carriers of the catalyst.
Meanwhile, the energy-dispersive X-ray spectroscopy (EDX) analysis was done to study the chemical
constitution of Ag/ZnO. In Figure 3, Ag/ZnO comprises of three elements (O, Zn, and Ag) and the
Ag element is well dispersed on the surface of ZnO. Additionally, the surface area and pore structure
of ZnO and Ag/ZnO were studied by Nj-sorption analysis (Figure S1). The surface area of Ag/ZnO
(20 m?/g) is slightly lower than that of ZnO (25 m?/g). This could be attributed to the pore structure
blocking by the Ag nanoparticles.

0.247nm
== ZnO(101)

L 1200 nm L 1200nm

Figure 3. (a,b) TEM and energy-dispersive X-ray spectroscopy (EDX) mapping images of
1.5 wt% Ag/ZnO.
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The chemical states of ZnO and Ag/ZnO were carefully examined by X-ray photoemission
spectroscopy (XPS). In the survey spectra (Figure 4a), Zn, O, and C are present. ZnO, Zn, O, Ag, and
C exist in the Ag/ZnO, and no other elements are observed. In Figure 4b, the Zn 2p spectra has two
symmetrical peaks at 1021.4 and 1044.6 eV, corresponding to Zn 2p3/2 and Zn 2p1/2, respectively. This
is indicative of the presence of Zn" in the samples, according to the reported data [30,31]. In Figure 4c,
both samples present similar Ols spectra, which can be fitted into two peaks (531.7 eV and 530.2
eV), corresponding to the surface adsorbed oxygen and the lattice oxygen of ZnO [32], respectively.
Figure 4d shows the Ag 3d XPS spectrum of Ag/ZnO. The two peaks centered at 373.4 and 367.4 eV
correspond to Ag 3d3/2 and Ag 3d5/2, respectively. The binding energies are much lower than those
of pure metallic Ag (374.2 eV and 368.2 eV), indicative of the strong interaction and charge transfer
between Ag and ZnO [33-35], which will favor the separation of the photogenerated charges and
suppress their recombination.
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Figure 4. The X-ray photoemission spectroscopy (XPS) spectra of ZnO and 1.5 wt% Ag/ZnO, (a) survey,
(b) Zn 2p, (c) O 1s, and (d) Ag 3d.

Figure 5a displays the UV-Vis diffuse reflectance spectra of ZnO and Ag/ZnO. Pure ZnO has a
strong absorption in the ultraviolet region (400 nm), in accordance with the wide band-gap feature
of ZnO semiconductor. In comparison to ZnO, Ag/ZnO exhibits an extra absorption band in the
visible region, which can be assigned to the strong surface plasmon resonance of the metallic Ag
nanoparticle [36]. This also confirms that the as-synthesized sample is composed of metallic Ag and
ZnO. Photoluminescence (PL) is a useful tool to get insightful evidence about the recombination of the
photogenerated electron-hole pairs, thus the PL spectra for ZnO and Ag/ZnO were carried out. As
shown in Figure 5b, there is a visible emission band around 600 nm in the PL spectra. The emission
band may be due to the electron transition in various kinds of defect states [37]. It can be obviously seen
that Ag/ZnO has a much lower emission intensity than bare ZnO, suggesting that the recombination of
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photogenerated electron-hole couples is significantly suppressed [36]. This will facilitate the process
involved in the participation of the photogenerated carriers in the reaction.
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Figure 5. (a) The UV-Vis diffuse reflectance spectra, (b) the photoluminescence spectra, (c)
electrochemical impedance spectroscopy (EIS) Nyquist plots, and (d) the photocurrent response
curves of ZnO and 1.5 wt% Ag/ZnO.

Electrochemical impedance spectroscopy (EIS) has been commonly conducted to explore the
charge transfer capability of the catalysts. The EIS Nyquist plots of ZnO and Ag/ZnO (Figure 5c) display
semicircles related to the charge transfer resistance (Rct) across the catalyst-electrolyte interface. A
smaller semicircle arc means a lower R and faster charge transfer. Ag/ZnO shows a much smaller radius
than bare ZnO, indicating that Ag deposition can promote the interfacial electron transfer [38]. The
transient photocurrent response is closely associated with the separation efficiency of the photogenerated
carriers. Generally, a higher photocurrent implies a higher separation efficiency of photogenerated
electron-hole pairs. Figure 5d displays the photocurrent-time curves for ZnO and Ag/ZnO during
repeated ON/OFF irradiation cycles. Ag/ZnO exhibits an enhanced photocurrent response compared
to ZnO, suggesting that Ag/ZnO shows an enhanced efficiency in the photogenerated charges
separation [39]. This will be advantageous to boost its activity in the photocatalytic ozonation reaction.

2.2. Activity

Phenol is a typical prevalent contaminant in wastewater streams and is often resistant to
conventional water treatments. Thus, phenol was used as a model compound to evaluate the catalytic
activities of ZnO and Ag/ZnO. Figure 6 shows the change of the normalized concentration of phenol
and total organic carbon (TOC) as a function of the reaction time over different catalysts. The phenol
and TOC removals are determined to 86% and 10% in the UV-Oj3 process, respectively. When ZnO was
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used as the catalyst in the UV-Oj3 process, the phenol and TOC removals increased to 100% and 52%.
Compared to pure ZnO, Ag/ZnO exhibited an enhanced performance and 1.5 wt% Ag/ZnO showed
the best activity with the TOC removal of 62% in 60 min. Thus, we conducted the comprehensive
comparison between 1.5 wt% Ag/ZnO and ZnO.
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Figure 6. (a) The degradation and (b) mineralization of phenol in the photocatalytic ozonation process
over ZnO and Ag/ZnO samples. Gaseous [O3]: 10 mg/L; O3 flow rate: 50 mL/min; catalyst dosage: 0.5
g/L; phenol concentration: 50 mg/L.

To better understand the process of photocatalytic ozonation, we have studied the activities
of ZnO and Ag/ZnO in different oxidation processes (Figure 7). There is no observable removal of
phenol under UV irradiation in the absence of a catalyst. However, in the presence of ZnO, a rapid
degradation of phenol occurs under UV irradiation. The introduction of ozone into the photocatalytic
system can further increase the degradation rate of phenol (Figure 7a). The phenol degradation data
can be expressed in a linear pattern using a pseudo-first kinetics model and the deduced kinetics
constants are shown in Figure 7b. In the case of the ozonation process, ZnO behaves as a good
catalyst for the phenol degradation efficiency and the corresponding kinetics constant is 0.05 min~!,
about two times as high as that in ozone alone. The kinetics constant becomes slightly lower when
ZnO is deposited with silver nanoparticles. It has been reported that Ag was an effective catalyst
in decomposing ozone [40], thus the presence of silver nanoparticles might impair the utilization of
ozone in the ozonation process. Interestingly, Ag/ZnO exhibits much higher photocatalytic activity
than bare ZnO, which can be attributed to the higher photoinduced carrier separation by the formation
of Ag/ZnO heterostructure. In the case of the combination of photocatalysis and ozonation, the kinetics
constant of 0.07 min~! is achieved over Ag/ZnO, which is higher than that in the ZnO-UV-Oj; system
(0.055 min~!). Furthermore, the kinetics constant is greatly larger than the sum of those in Ag/ZnO-UV
(0.014 min~!) and O3 (0.022 min~!). This enhancement in catalytic activity could be ascribed to the
synergistic effects between photocatalysis and ozonation with Ag/ZnO. In addition, the Ag/Zn-UV-O3
process exhibited better performance for phenol removal than the reported oxidation process with the
ZnO-based catalyst (Table S1).

It is a vital issue whether or not the organic molecules can be completely oxidized into nontoxic
CO; in oxidation reactions. Thus, the total of carbon (TOC)removal in different oxidation processes
is also investigated in detail and the result is shown in Figure 7c,d. It exhibits a similar trend to
the phenol removal in the different oxidation processes. In the system of Ag/ZnO-UV-Os, the TOC
removal rate can reach 0.4 mg/L/min, which is higher than those in Ag/ZnO-UV (0.14 mg/L/min) and
O3 (0.03 mg/L/min). These results also illustrate the synergy which occurred in the photocatalytic
ozonation process. Among the different processes, Ag/ZnO-UV-O3 exhibits the best activity for the
phenol degradation and mineralization. Additionally, the stability of Ag/ZnO in the photocatalytic
ozonation of phenol was investigated. In Figure 8, the removal of phenol remained at nearly 100% and
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the mineralization rate was kept at around 61% in the cyclic runs. Meanwhile, we also studied the Ag*
leaching in the photocatalytic ozonation process and the leaching amount of the Ag ion was 0.004,
0.006, 0.009, and 0.004 ppm in the four cycles, respectively. No obvious change is observed in the SEM
image and the EDX analysis for Ag/ZnO after the reaction (Figure S2). This indicates that Ag/ZnO
exhibits robust stability in the photocatalytic ozonation of phenol. Furthermore, this catalyst can be

extensively used for the removal of tetracycline hydrochloride (Figure S3).
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Figure 7. (a) The degradation and (c) mineralization of phenol in different oxidation processes, (b) the
fitted kinetics degradation constants, and (d) TOC removal rates. Gaseous O3 concentration: 10 mg/L;
Oj3 flow rate: 50 mL/min; catalyst dosage: 0.5 g/L; phenol concentration: 50 mg/L.
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Figure 8. (a) The degradation and (b) mineralization of phenol in 60 min by a 1.5 wt% Ag/ZnO
photocatalytic ozonation reaction for four cycles. Gaseous [O3]: 10 mg/L; O3 flow rate: 50 mL/min;
catalyst dosage: 0.5 g/L; phenol concentration: 50 mg/L.
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2.3. Reaction Mechanism

To monitor the active species (¢OH and ¢O, ™) generated in the photocatalytic ozonation process,
EPR experiments were carried out. ¢OH detection was done in the medium of ultrapure water. In
Figure 9a, a four-line spectra with the intensity ratio of 1:2:2:1, characteristic of DMPO/eOH [41,42], is
observed over ZnO-UV-O3 and Ag/ZnO-UV-O3, and no obvious DMPO/eOH signal is found in the
UV-Oj3 process. It is well know that «OH has strong oxidation ability and it can deeply mineralize
the organic contaminants. Moreover, the «OH produced in the Ag/ZnO-UV-Oj; system will result
in a higher efficiency in the TOC removal. Methanol was used as the reaction medium instead of
ultrapure water to detect «O, ™. Figure 9b clearly displays the EPR signals of the four-line spectra with
the intensity ratio of 1:1:1:1, indicative of DMPO/eO,~ adducts [43—-45]. When Ag/ZnO is employed as
the catalyst, the intensity ratio is 1:1:1:1, indicative of DMPO/eO,~ adducts [43—45]. When Ag/ZnO
is employed as the catalyst, the intensity of the DMPO/eO,~ signal is significantly increased. The
produced active species also accelerate the removal and mineralization of phenol. To further verify the
role of the active species in the phenol degradation over Ag/ZnO, the radical trapping experiments
were carried out by using Tert-butanol (TBA) and p-benzoquinone (p-BQ) as the scavengers for «OH
and O, [46,47], respectively. In Figure 54, the kinetics constants for phenol degradation dramatically
decrease to 0.03 min~! and 0.005 min~" in the presence of 10 mM TBA and 10 mM p-BQ, respectively.
This illustrates that both ¢OH and O, ™~ contribute to the decomposition of phenol, which is consistent
with the EPR results.
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Figure 9. The electron paramagnetic resonance (EPR) spectra of DMPO/eOH (a) and DMPO/eO,~ (b)
over the UV-Oj systems with different catalysts.

On the basis of the above results and analysis, the possible reaction mechanism for the
photocatalytic ozonation of phenol over the Ag/ZnO catalyst was proposed. In Figure 10, when
Ag/Zn0 is irradiated with UV light, electrons are excited to the conduction band (CB) and holes are
generated simultaneously in the valence band (VB). The photo-induced charges will migrate to the
surface of ZnO, the holes oxidize phenol or react with H,O to produce ¢OH, and the photogenerated
electrons in the conduction band of ZnO will quickly transfer to Ag nanoparticles by virtue of the
intimate contact between ZnO and Ag. This will significantly reduce the recombination of the
photogenerated electron-hole pairs. Meanwhile, the electrons will be trapped by O3 to produce active
species such as «OH and ¢O, ", and these active species will efficiently degrade the organic pollutants
and mineralize them into CO,.



Catalysts 2019, 9, 1006 90f12

pseat s @
T M
WY
ﬁ \

CO,+H,0

Figure 10. The proposed mechanism for the photocatalytic ozonation of phenol over Ag/ZnO.

3. Materials and Methods

3.1. Catalyst Preparation and Characterization

Zn(CH3CO0O),-2H,0 (4.46 g) and CO(NH,;); (1.80 g) were dissolved in 40 mL deionized water,
which was transferred into a 100 mL Teflon-lined stainless steel autoclave and then heated at 120 °C for
2 h. After the autoclave naturally cooled down to room temperature, the precipitation was filtered and
washed with water/ethanol and then dried at 60 °C. ZnO was obtained by heating the dry precipitation
at 400 °C for 2 h. Ag/ZnO was prepared by the photodeposition method. Typically, 0.60 g of ZnO
powder was dispersed in 100 mL of the mixture of methanol and water (10%/90%, v/v) containing
different amounts of AgNOj under stirring. The mixed suspension was irradiated with UV light for
30 min. The precipitate was then filtered, dried, and finally heated at 300 °C for 2 h. The sample was
denoted as “xwt% Ag/ZnO”, where x is the theoretical value. The actual Ag loading amount was also
determined by an inductively coupled plasma mass spectrometry (ICP) measurement (Table S2).

The crystal phase of the samples was identified by an X-ray Diffraction (XRD, Bruker D8 Advance,
Germany) with Cu Ka radiation (A = 1.5406 A). The morphology and microstructure was characterized
by scanning electron microscopy (SEM, Hitachi S4800, Japan) and transmission electron microscopy
(TEM, FEI Talos F200S, Netherlands). Brunauer-Emmett-Teller specific surface area was determined
on a Micromeritics ASAP2020 apparatus (USA). The UV-Vis diffuse reflectance spectra (DRS) of
the samples were carried out on a Varian Cary 500 Scan. The X-ray photoelectron spectrum (XPS)
was obtained by a PHI Quantum 2000 XPS (USA) with the C1s peak (284.6 eV) as a reference. The
photoluminescence (PL) spectrum was measured on a Hitachi F900 fluorescence spectrophotometer
(Japan). The electron spin resonance (ESR) spectrum was recorded using a Bruker model A300
spectrometer (Germany) to detect reactive species, with 5, 5-Dimethyl-1-pyrroline-N-oxide (DMPO)
as the spin-trapping agent. The Ag leaching in the catalyst was investigated by inductively coupled
plasma mass spectrometry (Avio 200, Perkin Elmer) in the photocatalytic ozonation process.

3.2. Photocatalytic Ozonation Experiments

To evaluate catalytic activity of the catalysts, all experiments were conducted in the customized
tubular quartz container (diameter: 50 mm; height: 250 mm) equipped with a sampling aperture, a long
straight quartz tube (¢6*1 mm) inserted into the bottom as ozone inlet. In a typical process for phenol
removal, the tubular reactor contained a 160 mL suspension with 50 mg/L of phenol (pH = 6.8) and 0.5
g/L of the catalyst, surrounded by four portable UV lamps (Philips, BL 6W/10, 365 nm, Netherlands)
and the gaseous ozone was continually bubbled into the reactor via the ozone inlet at a flow rate
of 50 mL/min. During the run, a certain volume of the suspension was extracted from the reactor
at each regular interval and then the supernate was obtained by using a 0.22 um microfilter for the
phenol and the TOC analysis. The phenol concentration was determined by high performance liquid
chromatography (HPLC) with a UV detector at 270 nm. The mixture of acetonitrile and water (30%/70%,
v/v) was used as the mobile phase with a flow rate of 1.0 mL/min. The total organic carbon (TOC) of the
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phenol solution was analyzed with a Shimadzu TOC-VCPH analyzer. Additionally, single ozonation,
photocatalysis, and adsorption experiments were carried out as contrast experiments under similar
conditions. To achieve the adsorption-desorption equilibrium of the phenol/catalyst, the suspension
was stirred for 30 min in the dark before the reaction for all experiments.

4. Conclusions

Ag/ZnO nanocomposites were successfully synthesized by a simple photodeposition approach and
the catalysts were applied in the photocatalytic ozonation of organic wastewater. In comparison to bare
Zn0O, Ag/ZnO showed enhanced catalytic performance in the phenol removal and its mineralization,
and the highest activity was achieved over 1.5 wt%Ag/ZnO. The synergy between photocatalysis and
ozonation for phenol mineralization was also observed over Ag/ZnO, and it exhibited robust stability
in the cyclic runs. Mechanism studies revealed, Ag loading promotes the separation and transfer
efficiency of electron-holes on the surface of ZnO by virtue of the formed heterojunction between Ag
and ZnO, thus more active species (¢OH and ¢O, ™) are produced to drive the oxidation reaction for
the advanced treatment of the organic pollutants. This investigation demonstrates an approach in
developing efficient catalysts to advance photocatalytic ozonation for water decontamination.

Supplementary Materials: The following are available online at http://www.mdpi.com/2073-4344/9/12/1006/s1,
Figure S1: The N, adsorption-desorption isotherms for ZnO and 1.5 wt% Ag-ZnO, Figure S2: the SEM image and
EDX analysis for 1.5 wt% Ag-ZnO after the reaction, Figure S3: The mineralization of tetracycline hydrochloride in
different oxidation processes, Figure S4: The radical trapping experiments in the photocatalytic ozonation process
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