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Abstract: Naturally occurring sono- and photoactive minerals, which are abundant on Earth, rep-
resent an attractive alternative to the synthesized sonophotocatalysts as cost-effective materials for
water and wastewater treatment. This study focuses on characterizing and evaluating the sonophoto-
catalytic activity of natural sphalerite (NatS) from Dovatka deposit (Siberia) under high-frequency
ultrasonic (US, 1.7 MHz) and ultraviolet light-emitting diodes (UVA LED, 365 nm) irradiation towards
degradation of 4-chlorophenol as a model organic pollutant. Since raw natural sphalerite did not
exhibit a measurable photocatalytic activity, it was calcined at 500, 900 and 1200 °C. The natural
sphalerite after calcination at 900 °C (NatS*) was found to be the most effective for sonophotocat-
alytic degradation of 4-chlorophenol, attaining the highest efficiency (55%, 1 h exposure) in the
following row: UV < US =~ UV /US = US/NatS* < UV/NatS* < UV/US/NatS*. Addition of 1 mM
H,0, increased the removal to 74% by UV /US/NatS*/H,0; process. An additive effect between
UV/NatS* and US/NatS* processes was observed in the sonophotocatalytic system as well as in the
H,O,-assisted system. We assume that the sonophotocatalytic hybrid process, which is based on the
simultaneous use of high-frequency ultrasound, UVA light, calcined natural sphalerite and H,O,,
could provide a basis of an environmentally safe and cost-effective method of elimination of organic
pollutants from aqueous media.

Keywords: natural sphalerite; sonophotocatalysis; 1.7 MHz high-frequency ultrasound; 365 nm UVA
LED; degradation

1. Introduction

At present, heterogeneous photocatalysis has been recognized as a powerful tool for
water and wastewater treatment. It is based on the generation of reactive oxygen species
(ROS), such as hydroxyl radicals (¢OH), upon photoexcitation of solid semiconductor
materials in aqueous solution. Over the last decade, sonophotocatalysis (SPC), which simul-
taneously utilizes ultrasonic (US) and ultraviolet/visible (UV/VIS) radiation, has emerged
as a promising advanced oxidation process for degrading organic pollutants in water. SPC
represents a considerable interest in view of enhanced ROS generation, intensification of
oxidative reactions and, finally, occurrence of a synergistic effect in terms of accelerated
degradation. It is known that €OH oxidize many organic pollutants with high second-order
rate constants often in the range > 5 x 10° M~! s7!. As such, research on sonopho-
tocatalytic degradation of organic pollutants has been intensified and comprehensively
reviewed [1-3]. However, it should be emphasized that the synthesized photocatalysts,
such as TiO, and its doped forms and (nano)composites, were used in most previous
studies. Despite their efficiency, the synthesized composites are relatively expensive and
may be toxic for biota; therefore, their full-scale application represents a challenging task.
In this regard, the naturally occurring minerals, which are active in the UV/VIS spectrum
range and suppliable in large quantities, have gained increasing attention as cost-effective
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photocatalysts for water disinfection [4,5]. To date, natural sphalerite [6-9] and pyrite [10]
were proven to be effective for photocatalytic inactivation of pathogenic microorganisms in
water. However, there is still a limited number of studies on photocatalytic degradation of
organic pollutants using natural photoactive minerals. Specifically, the natural sphalerite
from Nigeria [11] and China [12] showed a photocatalytic activity towards degradation
of methyl orange dye. Recently, Li et al. (2020) [13] also reported a photocatalytic activity
of natural wolframite under visible light for degrading methylene blue and inactivating
E. coli. To the best of our knowledge, natural sonophotoactive minerals have not been
used in SPC for degradation of organic pollutants so far. Furthermore, low-frequency
ultrasound (<100 kHz, typically 2045 kHz) was commonly employed in SPC, whereas
the potential of high-frequency ultrasound (>100 kHz and MHz range) remains much
less investigated. Meanwhile, high-frequency ultrasound appears to be more beneficial
than the low-frequency ultrasound due to increased ROS generation [14,15]. Therefore,
the present study aimed at characterizing and evaluating the sonophotocatalytic activity
of natural sphalerite (NatS) under high-frequency ultrasonic (1.7 MHz) and ultraviolet
light-emitting diodes (365 nm) irradiation. To enhance the sonophotocatalytic activity,
it was calcined at different temperatures. 4-chlorophenol was used as a model organic
pollutant in degradation experiments.

2. Materials and Methods
2.1. Chemicals

4-chlorophenol (4-CP, 99%, Sigma-Aldrich, St. Louis, MO, USA), p-chlorobenzoic acid
(pCBA, 99%, Acros, Geel, Belgium), hydrogen peroxide (33%, Lega, Dzerzhinsk, Russia),
sodium bicarbonate (Khimreaktivsnab, Ufa, Russia), 4-aminoantipyrine and potassium
ferricyanide (Vekton, St Petersburg, Russia) were used as supplied. Stock solutions of 4-CP
and H,O, were prepared in deionized water (18.2 mQ-cm) produced by a Simplicity®UV
system from Millipore (Burlington, MA, USA).

2.2. Catalyst Preparation

The raw natural sphalerite used in this study was collected from Dovatka deposit in
Buryatia Republic, Russia (Geological Institute SB RAS, Ulan-Ude, Russia). The sample
was crushed on ball mill, manually ground in the agate mortar and, finally, sieved to obtain
powder with the particle sizes below 75 pm. The natural sphalerite was also calcined in
muffle furnace (SNOL-1150, AB Umega, Ukmergg, Lithuania) at 500, 900 and 1200 °C for
5 h each. The calcined catalyst was ground again before each degradation experiment.

2.3. Treatment Procedure

Experiments were performed in an open glass batch sonophotoreactor under magnetic
stirring (IKA, Staufen, Germany) (Figure 1).

Coaling water out :
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Figure 1. A scheme of sonophotoreactor.
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A UVA LED array (Yonton, model YT-100WUV370-0, 100 W, Shenzhen Yonton Opto
Co., Shenzhen, China), emitting at 365 nm, was positioned above the reactor at a distance
of 1.5 cm from the solution surface. The incident intensity was 28 mW /cm? across the
UVA spectrum, as estimated from the ferrioxalate actinometry data using an adapted
protocol described previously [16]. A 1.7 MHz ultrasound frequency was applied through
an orthogonally positioned transducer, which operated with an ultrasonic amplifier (Thu
UL 42 E, 20 W, Hangzhou Lanben Trade Co., Hangzhou, China). The estimated ultrasound
intensity was 0.2 W/cm?. The 4-CP aqueous solution at a natural pH of 5.8 (100 mL,
Cp =10 mg/L) was placed in a reactor, the catalyst powder (1 g/L) was added and the
solution was stirred without any exposure (dark conditions) for 30 min to reach the ad-
sorption equilibrium. Afterwards, it was irradiated with UVA LED and/or ultrasound
in the presence and absence of HyO;. In the case of the HyO,-assisted system, it was
added freshly prior to irradiation to obtain the final concentration in the range of 1-10 mM.
Samples were withdrawn before and after exposure, centrifuged at 4000 rpm for 5 min (if a
catalyst added) and analyzed for residual concentration. The temperature of solution was
kept at 20 £ 2 °C by circulating cooling water through copper tubes. Due to the relatively
high power, the UVA LED array was also thermostated by a water jacket. «OH probing
experiments in the photocatalytic systems were conducted using 20 uM p-chlorobenzoic
acid (pCBA) as a reference compound. Degradation experiments were conducted under
the following conditions (Table 1).

Table 1. Oxidation systems used in the study.

No H,O, With H,O,
uv UV + H202
[OR) US + H,O,
UV +US UV +US + H,O,
UV + NatS 1 UV + NatS + H,O,
US + NatS US + NatS + H,O,
UV + US + NatS UV + US + NatS + H,O,

I natural sphalerite.

2.4. Analysis

The elemental composition of raw sphalerite was determined using a scanning electronic
LEO-1430VP microscope (Carl Zeiss, Oberkochen, Germany) with an energy-dispersive INCA
Energy 350 spectrometer (Oxford Instruments, Abingdon, UK). The phase composition of
raw and calcined sphalerite was determined by powder X-ray diffraction (PXRD) analysis
using D2 Phaser (CuK 4 radiation, 1.5418 A, Bragg-Brentano geometry, scintillation detector,
Bruker, Karlsruhe, Germany). PXRD data were collected over the 5°-80° 20 range with
step 0.02°. The PXRD patterns were checked using JCPDS PDF-2 Database. The samples of
raw and calcined sphalerite were imaged by SEM (JCM-6000, Jeol, Tokyo, Japan).

The BET specific surface area of samples was measured using the method of low-
temperature adsorption—desorption of nitrogen (ThermoSorb LP, Institute of Semicon-
ductor Physics SB RAS, Novosibirsk, Russia). pCBA in radical probing experiments was
determined by HPLC (Agilent 1260 Infinity chromatograph, Zorbax SB-C18 column) with
a diode-array detector. It was eluted with a mixture of CH30H and 1% CH3COOH (70:30)
and detected at 230 nm. 4-CP in degradation experiments was determined by standard
colorimetric method with 4-aminoantipyrine and potassium ferricyanide [17] using a Shi-
madzu UV-1800 spectrophotometer (Kyoto, Japan). The degradation efficiency (%) was
calculated by Equation (1) [18]:

Degradation efficiency = (COC;C) % 100 €))
0

where Cy and C are concentrations before and after treatment, respectively.
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3. Results and Discussion
3.1. Characteristics of Raw and Calcined Natural Sphalerite
The elemental analysis of raw natural sphalerite confirmed that the main elements

were zinc and sulfur (95.7%) (Table 2). The sample also contained iron and trace amounts
of manganese and cadmium.

Table 2. Elemental composition of raw natural sphalerite.

Element Fe Mn n Cd S
Wt. % 5.99 1.37 61.79 0.57 33.95

The XRD pattern of raw natural sphalerite displayed prominent peaks at 20 angles of
28.5°,47.3°,56.2°, which can be well indexed to the mineral phase of Zny.g5Fey.175S (JCPDS
card no. 01-089-4936, Sphalerite, ferroan) (Figure 2). After calcination at 500 °C, the characteris-
tic peaks of sphalerite remained in the XRD pattern. The peaks of two phases, ZnO (JCPDS card
no. 01-089-7102) and (Zn0.969Fe0.024)Fe1 .99704 or 0969Zn00024FeOO9985Fe203 (]CPDS
card no. 01-070-3377, Franklinite), were observed in the XRD pattern of the sample calcined
at 900 °C. The same phases of ZnO and (Zng.gg9Fep.024)Fe1.99704 were identified after
calcination at 1200 °C (Figure 2).

* Znos2sFeo17:5
® ZnO
° (Zno.w9Fe0024)F e199704
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Figure 2. XRD patterns of raw (25 °C) and calcined natural sphalerite (500, 900 and 1200 °C).
Thus, raw natural sphalerite at 900 and 1200 °C was converted to zinc oxide and

franklinite. It is known that zinc oxide and sulfur dioxide (IV) are formed under high-
temperature calcination of zinc sulfide in air atmosphere (2):

2ZnS +30, =5 27n0 + 250, @)



Materials 2022, 15, 5412

50f 10

ZnO was also previously identified in the calcined natural sphalerite [5,11] and syn-
thesized zinc sulfide [19]. The measured BET specific surface area of raw and calcined at
900 °C natural sphalerite was 0.46 and 3.0 m?/g, respectively. Such values are close to
powdered natural wolframite (0.9763 m?/g) [13]. The surface of raw sample is represented
by irregularly shaped micro-particles in the wide range of sizes, whereas the calcined
sample displayed mainly the agglomerates of grains with a particle size less than 10 pm
(Figure 3). There were also some voids between these agglomerates that may provide a
higher surface area.

Figure 3. SEM images of raw (a) and calcined at 900 °C (b) natural sphalerite.

3.2. Sonophotocatalytic Degradation of 4-Chlorophenol

No degradation was observed after stirring in the presence of catalyst without any
exposure for 30 and 120 min. The sorption effect was negligible (~1%). 4-CP was also
resistant to direct UV photolysis and ~6% was degraded after ultrasonication only. Si-
multaneous exposure to UV and US radiation did not enhance the degradation efficiency
(Figure 4). Raw natural sphalerite showed no photocatalytic activity under the experimen-
tal conditions applied. The bandgap energy of natural sphalerite is 3.6 eV (345 nm) and
decreases to 3.20 eV (388 nm) for natural ZnO (zincite) [5]. As such, sphalerite was exam-
ined towards its photocatalytic activity after calcination at 500, 900 and 1200 °C. The highest
removal efficiency was found after 1 h UV exposure for the sample calcined at 900 °C in
the raw: 900 °C (46%) > 1200 °C (14.5%) > 500 °C (4.6%). We assume that the formed
ZnO, a major phase, is responsible for photocatalytic activity of calcined natural sphalerite
(900 °C) with the excitation at 365 nm. When calcined at 1200 °C, the sample performed
much lower efficiency, presumably, due to reduction of active sites number. In contrast,
Li et al. (2018) [20] reported that the natural sphalerite from China, which was calcined
at 1200 °C, was more photocatalytically active than the sample after calcination at 900 °C
towards degradation of methyl orange dye, although the same phases of ZnO/ZnFe,;Oy,
were present in both samples. Other natural sphalerite from Nigeria exhibited the best
photocatalytic performance at 700 °C [11].

In our case, the natural sphalerite after calcination at 900 °C (NatS*) was selected
for exploring its sonophotocatalytic activity. Additional ultrasonication increased the
degradation efficiency by 10% (Figure 4). It is known that a synergy between sonocatalytic
and photocatalytic processes in SPC is quantified through synergistic index [2,21], which
can be calculated as follows (3):

% Degradationyy ,ys /Catalyst
% Degradationyy /cagalyst + % Degradationys cagalyst

Synergistic index = (©)]



Materials 2022, 15, 5412

6 of 10

70 1
60 4
=50 -
5
£ 40 4
g 30 -
[
A 90
10 4
. Bm == Ea

uv us uv/us US/Nats* UV/NatS* UV/US/NatS*

Figure 4. 4-chlorophenol degradation under UVA LED (365 nm) and/or ultrasonic (1.7 MHz)
irradiation using calcined natural sphalerite (NatS*, 900 °C, 1 g/L, 75 um sieve) [4-CP]p = 10 mg/L,

exposure time =1 h.

Result showed that a synergistic effect with index of 1.06 was statistically insignif-
icant and an additive effect was observed at a given ultrasound intensity. Literature
analysis revealed contradictory data. No synergy was also evident (as estimated) for the
UV /US/ZnO system using pure nano-sized ZnO, low-frequency ultrasound (20 kHz) and
low-pressure mercury lamp (254 nm) for decolorizing direct blue dye [22]; however, in
their later study, the authors reported a synergistic effect with indices from 1.38 to 2.30 [23].
An additive effect was also reported for sonophotocatalytic degradation of diclofenac
(Fe-ZnO + 213 kHz + Xe lamp with 320 and 420 nm cut-off filters) [24] and norflurazon
(Au-ZnO + 42 kHz + >420 nm) [25]. Meanwhile, ZnO sonophotocatalysis synergistically
accelerated the degradation of chrome intra orange G dye (30 kHz + 365 nm) [26]. Recent
studies supported the existence of synergy in the ZnO-based sonophotocatalytic degrada-
tion of sulfamethoxazole (24 kHz + UVA LEDs) [27], rhodamine B (40/59 kHz + visible
light) [28] and methyl orange dyes (40 kHz + Xe lamp) [29]. It should be emphasized that
the above-cited studies dealt with synthesized ZnO-based composites.

Considering the H,O,-assisted systems, initially, the effect of H,O; concentration on
the percentage degradation by UV /H;,O; process was studied (Figure 5).

100 +
2 807
5
£ 60 A
n:
o
B 40
D-D —
a
20
D T T T T 1
0 2 4 6 8 10
[H:0;]p, mM

Figure 5. Effect of initial concentration of HyO; on the efficiency of 4-chlorophenol degradation
under UVA LED irradiation (365 nm). [4-CP]y = 10 mg/L, exposure time =1 h.
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Based on the obtained results, the lowest examined concentration of 1 mM (34 mg/L)
was selected in order to obtain the measurable contribution of different processes in the
hybrid sonophotocatalytic systems. This concentration also corresponds to stoichiometric
molar ratio between 4-CP (0.078 mM) and H,O, (1:13) in the hypothetical equation of
mineralization (4):

C6H4(OH)C1 + 13H,O, — 6CO, + 15H,0 + HCI (4)

Addition of 1 mM H,O, improved the degradation to 64% in the system UV /NatS*/H,0,,
providing an additive effect (Figure 6).
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Figure 6. 4-chlorophenol degradation under UVA LED (365 nm) and/or ultrasonic (1.7 MHz)
irradiation using calcined natural sphalerite (NatS*, 900 °C, 1 g/L, 75 pm sieve) in the presence of
1 mM H,O;. [4-CP]y = 10 mg/L, exposure time =1 h.

It is notable that the contribution of NatS* was ~2-fold higher than that of H,O, (46
vs. 24%). However, simultaneous ultrasonic exposure did not significantly enhance the
degradation in the system UV /US/NatS*/HyO, (74%). This is presumed to be due to the
prevalent contribution of photo-based processes (UV/H;0O, and UV /NatS*) as compared
to sono-based processes. The hybrid UV/US/ZnO/H,0, process was also previously
applied for degrading Reactive Yellow azo dye [30] and antibiotic ofloxacin [31]. Note that
the analytical grade pure ZnO, low-frequency ultrasound (20, 40 kHz) and conventional
UVC low-pressure mercury lamp (254 nm) were applied in these studies. Patidar and
Srivastava (2021) [31] reported a high synergistic effect in the UV/US/ZnO/H,0, system
with index of 3.10. Under our experimental conditions an additive effect was observed
(index = 1.05).

Radical probing with pCBA also showed the sono- and photocatalytic activity of NatS*
and indirectly confirmed eOH formation (Figure 7).

The steady-state concentration of hydroxyl radicals ([éOH]ss) was estimated from the
slope of pCBA degradation plot (rate constant) according to Equation (5) [32]:

_ d[pCBA]

T = kpcsason [PCBA][¢OH]ss )

where kycpa,eon =5 x 10° M~ s71,

The efficiency of eOH formation in the selected systems increased in the order:
UV < UV/NatS* < UV/US/NatS* < UV/US/NatS*/H,0, and the estimated concentra-
tions [#OH]ss were 0.8 x 10713, 1.0 x 10713 and 1.8 x 10713 M, respectively. At a large
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scale, a high intensity ultrasound can be applied for enhancing radical generation and
attaining the synergistic effect. Besides, ultrasonication is beneficial for treating turbid
waters due to much lower absorption as compared to UV radiation.

Time, s
0 600 1200 1800 2400 3000 3600
= ——o—o ' —¢
N
~ :.: ~
~ ~ =
-0.5 4 [N ~®- -~
N T y =~0.0004x
e e e~ R:=09992
~ =< T—<
- ~N ®- ~ <
J 15 - ~2 T~ *
) =~ ° ~~
< o UV S o )
— . ~ - y =-0.0005x
. ® UV/NatS ~ o R2=0.9966
o UV/US/NatS* RN
) y =-0.0009x ~~
i ® UV/US/NatS*/H,O, R2=0.9674 e

Figure 7. pCBA degradation plots under UVA LED (365 nm) and/or ultrasonic (1.7 MHz) irra-
diation using calcined natural sphalerite (NatS*, 900 °C, 1 g/L, 75 um sieve). [pCBA]y = 20 uM,
[H202]0 =1mM.

4. Conclusions

In this study, high-frequency ultrasound (1.7 MHz) was applied to enhance the photo-
catalytic degradation of 4-chlorophenol under UVA LED (365 nm) irradiation using natural
sphalerite after calcination at 900 °C. Results revealed a sonophotocatalytic activity of
calcined natural sphalerite, reaching 55% degradation of 4-chlorophenol after 1 h exposure
as compared to 45% without ultrasonication. However, no synergy between sono- and
photocatalytic processes was found. Addition of H,O; significantly increased the efficiency
of photocatalytic and sonophotocatalytic degradation by ~27%; however, an additive effect
was also observed.

In contrast to synthesized ZnO-based photocatalysts, the natural sphalerite from
Dovatka deposit (Siberia) exhibited the highest efficiency after calcination at 900 °C.

Application of high intensity ultrasound at large scale can be recommended for making
the contribution of sonocatalysis more pronounced. In conclusion, heterogeneous sonopho-
tocatalysis, which combines high-frequency ultrasound (1.7 MHz) and UVA/VIS light in
the presence of natural sonophotocatalyst and H,O,, can be considered as a promising
strategy for further investigating the degradation of organic pollutants in water.

Author Contributions: Investigation, formal analysis and validation, S.P., V.T. and E.P,; Project
administration, methodology, data curation and writing—original draft preparation, G.M.; Conceptu-
alization, methodology, supervision and writing—review and editing, V.B. All authors have read and
agreed to the published version of the manuscript.

Funding: This research was funded by Russian Science Foundation, grant number 22-23-00425.
Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: Not applicable.

Conflicts of Interest: The authors declare no conflict of interest.



Materials 2022, 15, 5412 90of 10

References

1.

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

Panda, D.; Manickam, S. Recent advancements in the sonophotocatalysis (SPC) and doped-sonophotocatalysis (DSPC) for the
treatment of recalcitrant hazardous organic water pollutants. Ultrason. Sonochem. 2017, 36, 481-496. [CrossRef] [PubMed]

Yap, H.C; Pang, Y.L.; Lim, S.; Abdullah, A.Z.; Ong, H.C.; Wu, C.-H. A comprehensive review on state-of-the-art photo-, sono-,
and sonophotocatalytic treatments to degrade emerging contaminants. Int. ]. Environ. Sci. Technol. 2019, 16, 601-628. [CrossRef]
Asli, S.A.; Taghizadeh, M. Sonophotocatalytic degradation of pollutants by ZnO-based catalysts: A review. ChemistrySelect 2020,
5,13720-13731. [CrossRef]

Li, Y; Ding, C,; Liu, Y;; Li, Y,; Lu, A.; Wang, C.; Ding, H. Visible Light Photocatalysis of Natural Semiconducting Minerals,
Chapter 2. In Advances in Photocatalytic Disinfection; Green Chemistry and Sustainable Technology; An, T., Zhao, H., Wong, PK,,
Eds.; Springer: Berlin/Heidelberg, Germany, 2017; pp. 17-39. [CrossRef]

Xia, D.; Wang, W.; Wong, PK. Visible-light-driven photocatalytic treatment by environmental minerals, Chapter 3. In Advances
in Photocatalytic Disinfection; Green Chemistry and Sustainable Technology; An, T., Zhao, H., Wong, PK., Eds.; Springer:
Berlin/Heidelberg, Germany, 2017; pp. 41-61. [CrossRef]

Chen, Y,; Lu, A.; Li, Y;; Zhang, L.; Yip, H.Y.; Zhao, H.; An, T.; Wong, P.-K. Naturally occurring sphalerite as a novel cost-effective
photocatalyst for bacterial disinfection under visible light. Environ. Sci. Technol. 2011, 45, 5689-5695. [CrossRef]

Xia, D.; Ng, TW.; An, T; Li, G.; Li, Y;; Yip, H.Y.; Zhao, H.; Lu, A.; Wong, P-K. A recyclable mineral catalyst for visible-light-driven
photocatalytic inactivation of bacteria: Natural magnetic sphalerite. Environ. Sci. Technol. 2013, 47, 11166-11173. [CrossRef]
Peng, X.; Ng, TW.; Huang, G.; Wang, W.; An, T.; Wong, PK. Bacterial disinfection in a sunlight/visible-light-driven photocatalytic
reactor by recyclable natural magnetic sphalerite. Chemosphere 2017, 166, 521-527. [CrossRef]

Xia, D.; Liu, H; Jiang, Z.; Ng, TW.; Lai, W.S.; An, T.; Wang, W.; Wong, PK. Visible-light-driven photocatalytic inactivation of
Escherichia coli K-12 over thermal treated natural magnetic sphalerite: Band structure analysis and toxicity evaluation. Appl. Catal.
B 2018, 224, 541-552. [CrossRef]

Moradi, M.; Kalantary, R.R.; Esrafili, A.; Jafari, A.J.; Gholami, M. Visible light photocatalytic inactivation of Escherichia coli by
natural pyrite assisted by oxalate at neutral pH. J. Mol. Lig. 2017, 248, 880-889. [CrossRef]

Hamza, A.; John, L.].; Mukhtar, B. Enhanced photocatalytic activity of calcined natural sphalerite under visible light irradiation.
J. Mater. Res. Technol. 2017, 6, 1-6. [CrossRef]

Shen, C.; Gu, X;; Yang, B.; Zhang, D.; Wang, Z.; Shu, Z.; Dick, J.; Lu, A. Mineralogical characteristics and photocatalytic properties
of natural sphalerite from China. J. Environ. Sci. 2020, 89, 156-166. [CrossRef]

Li, L.; Li, Y;; Li, Y,; Lu, A.; Ding, H.; Wong, PX,; Sun, H.; Shi, J. Natural wolframite as a novel visible-light photocatalyst towards
organics degradation and bacterial inactivation. Catal. Today 2020, 358, 177-183. [CrossRef]

Mason, T.J.; Cobley, A.].; Graves, J.E.; Morgan, D. New evidence for the inverse dependence of mechanical and chemical effects
on the frequency of ultrasound. Ultrason. Sonochem. 2011, 18, 226-230. [CrossRef] [PubMed]

Matafonova, G.; Batoev, V. Review on low- and high-frequency sonolytic, sonophotolytic and sonophotochemical processes for
inactivating pathogenic microorganisms in aqueous media. Water Res. 2019, 166, 115085. [CrossRef] [PubMed]

Popova, S.; Tsenter, I.; Garkusheva, N.; Beck, S.; Matafonova, G.; Batoev, V. Evaluating (sono)-photo-Fenton-like processes with
high-frequency ultrasound and UVA LEDs for degradation of organic micropollutants and inactivation of bacteria separately and
simultaneously. J. Environ. Chem. Eng. 2021, 9, 105249. [CrossRef]

Standard Methods Committee of the American Public Health Association. American Water Works Association, and Water
Environment Federation. In Standard Methods for the Examination of Water and Wastewater; 5530 Phenols; Lipps, W.C., Baxter, T.E.,
Braun-Howland, E., Eds.; APHA Press: Washington, DC, USA, 2017.

Jilani, A.; Ansari, M.O.; Rehman, G.U.; Shakoor, M.B.; Hussain, S.Z.; Othman, M.H.D.; Ahmad, S.R.; Dustgeer, M.R.; Alshahrie,
A. Phenol removal and hydrogen production from water: Silver nanoparticles decorated on polyaniline wrapped zinc oxide
nanorods. J. Ind. Eng. Chem. 2022, 109, 347-358. [CrossRef]

Zhao, X.; Li, M.; Lou, X. Enhanced photocatalytic activity of zinc oxide synthesized by calcination of zinc sulfide precursor. Mater.
Sci. Semicond. Process. 2013, 16, 489-494. [CrossRef]

Li, Y,; Li, Y.; Yin, Y;; Xia, D.; Ding, H.; Ding, C.; Wu, J.; Yan, Y.; Liu, Y,; Chen, N.; et al. Facile synthesis of highly efficient
Zn0O/ZnFe,Oy photocatalyst using earth abundant sphalerite and its visible light photocatalytic activity. Appl. Catal. B 2018, 226,
324-336. [CrossRef]

Sathishkumar, P.; Mangalaraja, R.V.; Anandan, S. Review on the recent improvements in sonochemical and combined sonochem-
ical oxidation processes—A powerful tool for destruction of environmental contaminants. Ren. Sustain. Energy Rev. 2016, 55,
426-454. [CrossRef]

Ertugay, N.; Acar, EN. The degradation of Direct Blue 71 by sono, photo and sonophotocatalytic oxidation in the presence of ZnO
nanocatalyst. Appl. Surf. Sci. 2014, 318, 121-126. [CrossRef]

Ertugay, N.; Acar, EN. Ultrasound and UV stimulated heterogeneous catalytic oxidation of an azo dye: A synergistic effect. Prog.
Reac. Kin. Mech. 2017, 42, 235-243. [CrossRef]

Madhavan, J.; Sathish Kumar, P.S.; Anandan, S.; Zhou, M.; Grieser, F; Ashokkumar, M. Ultrasound assisted photocatalytic
degradation of diclofenac in an aqueous environment. Chemosphere 2010, 80, 747-752. [CrossRef] [PubMed]

Sathishkumar, P.; Mangalaraja, R.V.; Rozas, O.; Vergara, C.; Mansilla, H.D.; Gracia-Pinilla, M.A.; Anandan, S. Sonophotocatalytic
mineralization of Norflurazon in aqueous environment. Chemosphere 2016, 146, 216-225. [CrossRef] [PubMed]


http://doi.org/10.1016/j.ultsonch.2016.12.022
http://www.ncbi.nlm.nih.gov/pubmed/28069236
http://doi.org/10.1007/s13762-018-1961-y
http://doi.org/10.1002/slct.202003612
http://doi.org/10.1007/978-3-662-53496-0_2
http://doi.org/10.1007/978-3-662-53496-0_3
http://doi.org/10.1021/es200778p
http://doi.org/10.1021/es402170b
http://doi.org/10.1016/j.chemosphere.2016.09.090
http://doi.org/10.1016/j.apcatb.2017.10.030
http://doi.org/10.1016/j.molliq.2017.10.115
http://doi.org/10.1016/j.jmrt.2016.03.001
http://doi.org/10.1016/j.jes.2019.10.017
http://doi.org/10.1016/j.cattod.2019.12.013
http://doi.org/10.1016/j.ultsonch.2010.05.008
http://www.ncbi.nlm.nih.gov/pubmed/20605105
http://doi.org/10.1016/j.watres.2019.115085
http://www.ncbi.nlm.nih.gov/pubmed/31539667
http://doi.org/10.1016/j.jece.2021.105249
http://doi.org/10.1016/j.jiec.2022.02.021
http://doi.org/10.1016/j.mssp.2012.06.006
http://doi.org/10.1016/j.apcatb.2017.12.051
http://doi.org/10.1016/j.rser.2015.10.139
http://doi.org/10.1016/j.apsusc.2014.01.178
http://doi.org/10.3184/146867817X14821527549095
http://doi.org/10.1016/j.chemosphere.2010.05.018
http://www.ncbi.nlm.nih.gov/pubmed/20542317
http://doi.org/10.1016/j.chemosphere.2015.12.011
http://www.ncbi.nlm.nih.gov/pubmed/26735720

Materials 2022, 15, 5412 10 of 10

26.

27.

28.

29.

30.

31.

32.

Talebian, N.; Nilforoushan, M.R.; Mogaddas, EJ. Comparative study on the sonophotocatalytic degradation of hazardous waste.
Ceram. Int. 2013, 39, 4913-4921. [CrossRef]

Moradi, S.; Sobhgol, S.A.; Hayati, F; Isari, A.A.; Kakavandi, B.; Bashardoust, P.; Anvaripour, B. Performance and reaction
mechanism of MgO/ZnO/Graphene ternary nanocomposite in coupling with LED and ultrasound waves for the degradation of
sulfamethoxazole and pharmaceutical wastewater. Sep. Pur. Techn. 2020, 251, 117373. [CrossRef]

Lops, C.; Ancona, A.; Di Cesare, K.; Dumontel, B.; Garino, N.; Canavese, G.; Hérnandez, S.; Cauda, V. Sonophotocatalytic
degradation mechanisms of Rhodamine B dye via radicals generation by micro- and nano-particles of ZnO. Appl. Catal. B 2019,
243, 629-640. [CrossRef]

Yang, R.; Wu, Z,; Yang, Y.; Li, Y.; Zhang, L.; Yu, B. Understanding the origin of synergistic catalytic activities for ZnO based
sonophotocatalytic degradation of methyl orange. J. Taiwan Inst. Chem. Eng. 2021, 119, 128-135. [CrossRef]

Eren, Z. Degradation of an azo dye with homogeneous and heterogeneous catalysts by sonophotolysis. Clean Soil Air Water 2012,
40, 1284-1289. [CrossRef]

Patidar, R.; Srivastava, V.C. Mechanistic and kinetic insights of synergistic mineralization of ofloxacin using a sono-photo hybrid
process. Chem. Eng. J. 2021, 403, 125736. [CrossRef]

Mamane, H.; Shemer, H.; Linden, K.G. Inactivation of E. coli, B. subtilis spores, and MS2, T4, and T7 phage using UV/H,0,
advanced oxidation. J. Hazard. Mater. 2007, 146, 479-486. [CrossRef]


http://doi.org/10.1016/j.ceramint.2012.11.085
http://doi.org/10.1016/j.seppur.2020.117373
http://doi.org/10.1016/j.apcatb.2018.10.078
http://doi.org/10.1016/j.jtice.2021.01.028
http://doi.org/10.1002/clen.201100384
http://doi.org/10.1016/j.cej.2020.125736
http://doi.org/10.1016/j.jhazmat.2007.04.050

	Introduction 
	Materials and Methods 
	Chemicals 
	Catalyst Preparation 
	Treatment Procedure 
	Analysis 

	Results and Discussion 
	Characteristics of Raw and Calcined Natural Sphalerite 
	Sonophotocatalytic Degradation of 4-Chlorophenol 

	Conclusions 
	References

