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Brnardić, I.; Čižmar, T.; Grčić, I. Study
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1 Faculty of Geotechnical Engineering, University of Zagreb, Hallerova Aleja 7, HR-42000 Varaždin, Croatia
2 Faculty of Metallurgy, University of Zagreb, Aleja Narodnih Heroja 3, HR-44000 Sisak, Croatia
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Abstract: During the last decades, heterogenous photocatalysis has shown as the most promising
advanced oxidation process for the removal of micropollutants due to degradation rate, sustain-
ability, non-toxicity, and low-cost. Synergistic interaction of light irradiation, photocatalysts, and
highly reactive species are used to break down pollutants toward inert products. Even though
titanium dioxide (TiO2) is the most researched photocatalyst, to overcome shortcomings, various
modifications have been made to intensify photocatalytic activity in visible spectra range among
which is modification with multiwalled carbon nanotubes (MWCNTs). Therefore, photocatalytic
oxidation and its intensification by photocatalyst’s modification was studied on the example of
four micropollutants (diclofenac, DF; imidacloprid, IMI; 1-H benzotriazole, BT; methylene blue,
MB) degradation. Compound parabolic collector (CPC) reactor was used as, nowadays, it has been
considered the state-of-the-art system due to its usage of both direct and diffuse solar radiation and
quantum efficiency. A commercially available TiO2 P25 and nanocomposite of TiO2 and MWCNT
were immobilized on a glass fiber mesh by sol-gel method. Full-spectra solar lamps with appropriate
UVB and UVA irradiation levels were used in all experiments. Photocatalytic degradation of DF,
IMI, BT, and MB by immobilized TiO2 and TiO2/CNT photocatalysts was achieved. Mathematical
modelling which included mass transfer and photon absorption was applied and intrinsic reaction
rate constants were estimated: kDF = 3.56 × 10−10s−1W−0.5m1.5, kIMI = 8.90 × 10−11s−1W−0.5m1.5,
kBT= 1.20 × 10−9s−1W−0.5m1.5, kMB = 1.62 × 10−10s−1W−0.5m1.5. Intensification of photocatalysis
by TiO2/CNT was observed for DF, IMI, and MB, while that was not the case for BT. The developed
model can be effectively applied for different irradiation conditions which makes it extremely versa-
tile and adaptable when predicting the degradation extents throughout the year using sunlight as the
energy source at any location.

Keywords: micropollutants; TiO2 films; TiO2/CNT nanocomposites; photocatalysis kinetics

1. Introduction

Advancement of technology has contributed to humankind progresses, but at the
same time, there is the consequence of dealing with the environmental pollution and energy
crisis [1]. Furthermore, advances in analytical methods have enabled detection of previously
unknown compounds as well as their occurrence in the environment. Consequently,
conventional wastewater treatment plants (WWTPs) were recognized as a key source of
micropollutants since they are not designed for elimination of trace concentrations [2–4].
Pharmaceuticals, pesticides, personal care products, steroid hormones and other organic
compounds were detected in effluents after WWTPs as well as in the environment at
concentration levels ranging between ng·L−1 and µg·L−1 [5]. Even though removal of
micropollutants is not mandatory in the European Union, up to now, three watch lists
were established in order to monitor, collect data, and assess the potential risk for the
environment and humans [4].
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In this work, four micropollutants were chosen, each representing a field of appli-
cation. Diclofenac (DF) is a substance commonly used as a pharmaceutical due to its
anti-inflammatory properties. Therefore, it is one of the 12 most consumed drugs in the
world. It has been detected in wastewaters, surface, and underground waters [6–8] since
65% of its initial oral dosage is eliminated as unmodified or metabolites through urine
or feces [9], with removal rate of DF in the range of 21–40% after WWTPs [7,8]. At low
concentrations, effects like cytotoxicity to kidney, liver and gill cells along with renal lesions
were reported in literature [2]. Imidacloprid (IMI) is a widely used pesticide and belongs
to neonicotinoid group of pesticides. It is used as an insecticide and has seed protection
properties [10]. It is harmful for the pollinators [10], while its degradation products poses a
risk to vertebrates, mammals, and humans [11]. Due to its wide application, IMI has been
detected in surface waters and soil sediments, behaving as a hormone disruptor causing
obesity and reproductive imbalance in organisms [12]. The importance of DF and IMI occur-
rence in surface waters was recognized as they were listed in first (both) and second (IMI)
watch lists [4]. Another compound that is widely used in industrial activities and everyday
life is 1H-benzotriazole (BT) [13]. Its application varies from corrosive inhibition in deicing
fluids to application in bleaching, antifogging, and antifungal agents [14–17]. Moreover, it
is formed during the synthesis of dyes, drugs, and fungicides as intermediates [13]. About
9000 tons of BT are produced annually [18,19] with airports being the hot spots of the BT
releasement in the environment [13,20]. It has been estimated that approximately 30% of
the total BT input into wastewaters are due to discharge from dishwashing machines [20].
Considering their wide application and yet low removal rate in WWTPs [21], and at same
time chemical stability and high-water solubility, BT’s residuals were detected mainly in
aquatic environments in concentrations from nano to micro gram per liter [22–24]. Even
though reported acute toxicity is generally low, considerable residuals levels were found
in various organisms revealing a potential risk. In a lettuce leaf and strawberry, 153 and
44 ng·g−1 BT were found [25,26]. In the Yangtze and Pearl rivers in China, the maximum
concentration of BT in wild fish was 2950 ng·L−1 [27–29]. In human urine, a maximum
24.5 µg·L−1 of BT and its derivates were determined [30]. Endocrine disrupting effects, hep-
atoxicity, and neurotoxicity are some of the effects related with the sublethal dosages and
bioaccumulation effects [13,14]. Even though, research about impacts on human health are
scarce [20], LC50 concentration of BT causing 50% mortality in the Ceriodaphnia dubia (48 h)
and Pimephales promelas (96 h) were 86–120 and 38–75 mg·L−1, respectively [31]. Methylene
blue (MB) is often used as a reference measurement to test photocatalytic activity of the
prepared photocatalyst [32–40]. It’s a very soluble synthetic dye with wide application in
industry, such as paper, textile, chemical industry, as well in medical procedures [41]. It was
reported that around 15% to 20% of the overall world production of dyes are lost during
the dyeing process [42,43], which is significant since usually less than 1 ppm is sufficient to
produce coloration of water and consequently reduce photosynthetic activity in the aquatic
flora [43]. Since biodegradation process is slow, its removal is of interest [44].

Low-rate removal of contaminants from effluents and their occurrence in surface
and underground waters have been directing efforts towards research of environmentally
friendly techniques. Therefore, advanced oxidation processes (AOPs) are of considerable
interest due to theirs feasible application in WWTPs [3,4,45]. Out of AOPs, heterogenic
photocatalysis is one of the most promising. The basic principle can be described with
the band gap model, according to which electrons from valence band are transferred into
conduction band when photons (hν) induce the photocatalyst’s surface with energy that is
equal or higher than the photocatalyst’s band gap energy (Eg), forming an electron–hole
pair (h+/e−) [46] crucial for the initiation of redox processes. Prior to photocatalytic redox
processes that occur on the photocatalyst surface, diffusion of pollutants and reactants
takes place, followed by their adsorption on active sites. Simultaneously, desorption of
the oxidized/reduced byproducts occurs and diffuses in the solution participating in new
redox processes [6]. In those processes, powerful oxidizing species, hydroxyl radicals, are
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formed, which non-selectively mineralize pollutants to thermodynamically stable oxidation
products such as CO2, H2O, and inorganic ions [3,47].

Semiconductors, especially, ZnO and TiO2 have been recognized as the most effective
photocatalysts [1]. The most researched one has been TiO2 due to its cost, non-toxicity, and
photochemical stability, with high photoactivity and mineralization efficiency. However,
the drawback is its photocatalytic activity only in UV range (λ ≤ 390 nm), and relatively
high rate of electron–hole pairs recombination which reduces available charges for the redox
reactions [3,48]. To overcome the shortcomings, various modifications have been made in
order to intensify photocatalytic activity in the visible spectra range [1] which has huge
potential from an environmental and economic point of view [49]. The aim of modifications
is to form a localized state just above the conduction band or below the valence band;
use semiconductor with low bandgap; color center formation in band gap or alter the
surface. Frequently, it is done by doping with metal and/or nonmetal; codoping with
diverse combination of donor and acceptor materials; forming composites; sensitization or
substitution [49].

Modification of TiO2 such as forming nanocomposites with carbon nanotubes (CNTs),
contributes to boosting of photocatalytic activity. CNTs are chemically inert, stable, with
high specific surface and charge mobility [50]. A nanocomposite system of TiO2/CNT
enables absorption of wider wavelengths due to formed C-O-Ti bonds [51]. It was noticed
that increasing of CNT is proportional with the photocatalytic degradability of pollu-
tants [52,53].

Even though suspended photocatalysts tend to be more reactive then immobilized,
with appropriate design, mass and photon transfer limitations can be mastered [54]. The
most suitable method used for synthesis of nanocomposites and its immobilization on
inert carrier is the sol-gel method [51]. The method is considered as easy to use, does not
require expensive equipment, and is non-destructive [55–57]. In current work, the mesh-
like support was used to achieve a large and irregular photocatalytic layer by optimized
sol-gel to overcome the mass and photon transfer limitations.

As a surface phenomenon, solar photocatalysis is highly dependent on the irradiation
intensity. Hence, intensification of photocatalysis can be achieved not only by different
photocatalyst’s formulations, but also with an appropriate choice of reactor design and its
usability of incident irradiation in reaction space. An optimal reactor, compound parabolic
collector (CPC) reactor, is recommended [49,52] as state-of-the-art in design. Its application
on a larger scale has been recognized as technically and economically feasible [58,59]. The
usage varies from pilot scales to demonstration plants with collectors’ surface areas from 3
to 150 m2 [49].

Therefore, the aim of this work was to study the impact of solar photocatalysis in-
tensification by using modified TiO2/CNT photocatalyst in comparison to TiO2 usage.
Immobilized photocatalysts were placed in an optimal CPC reactor configuration under an
artificial source of solar containing UVA and UVB light. Four widely used compounds (DF,
IMI, BT, MB) were used as study micropollutants. The developed mathematical model [52]
was applied in order to calculate intrinsic reaction rate constants (ki) for studied micropollu-
tants. In the model, the effect of the photocatalyst optical properties and incident irradiation
under UVA and UVB light were defined, enabling the intrinsic reaction rate constant to
be independent of the irradiation conditions and applied catalyst and applicable to other
usage. Given settings enable the developed model to be effectively applied for different
irradiation conditions.

2. Results and Discussion
2.1. Intensification by Photocatalyst Formulation

According to previous reporting in the paper [52], based on Micro-Raman spectroscopy
results, indices of achieving the chemical bonds between composite TiO2/CNT on a glass
fiber mesh were observed. Pure samples of MWCNT showed characteristic peaks and
bands at 1340, 1580, and 2680 cm−1, while for TiO2, characteristic bands at 148, 286, 399, and



Catalysts 2022, 12, 1463 4 of 18

633 cm−1. In the composite sample of TiO2/CNT, dominant bands were from TiO2 along
with the affected MWCNT bands which in composite appeared at 1290 and 1620 cm−1.
The indices about establishing chemical bonding between TiO2 and MWCNT on glass
fibers were additionally confirmed by SEM results. At higher magnifications (200,000× g),
bonding of TiO2 and MWCNT was clearly noticeable, despite the uneven immobilization
along the fiber that can be noticed as aggregates at 1000× g magnifications (Figure 1).
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(b) SEM image of TiO2/CNT at 1000 magnification and 200,000× (given as embedded figure) [52].

According to the DRS spectra (Figure 2), all photocatalytic film samples exhibit photo-
absorption in the range between 250 and 400 nm. To relatively enhance the absorption bands
of different samples, the Kubelka–Munk function was applied, while the Tauc equation
was applied to evaluate the type and extent of transition, along with the bandgap’s extent.
Therefore, while TiO2 is without a doubt a semiconducting material with indirect allowed
transitions and bandgap value near the 3.2 eV, the conventional calcium silicate glass, even
though it is not a semiconducting material, may hinder or contribute to the semiconducting
behavior of the composite with indirect allowed transitions and a bandgap value near
the 3.85 eV. On the other hand, MWCNT as a conducting material shows direct allowed
transitions with bandgap value between 2.9 to 3.6 eV depending on the treatment. For
pure TiO2 and TiO2 immobilized on glass fibers, determined bandgap values were 3.22
and 3.48 eV, respectively. When it comes to the composite TiO2/CNT, an average bandgap
value of 3.12 eV can be expected while none of the transition types fully dominate. For
example, if the TiO2 is governing the composite behavior, the calculated bandgap value is
2.97 eV, while if the MWCNT is governing the composite behavior, the calculated bandgap
value is 3.27 eV. Observed values suggest that a considerable synergetic photocatalytic
effect was achieved.

In a research study [60], aging of photocatalysts were tested. Results have showed that
depending on the preparation of the TiO2/CNT photocatalyst during the immobilization
process, uneven dispersion can impact on the lower photocatalytic activity compared to
TiO2. Regarding the durability of TiO2/CNT and TiO2 itself, it is observed that in a period
of 90 days in water, photocatalyst’s mass loss was 6% and 11% for TiO2 and TiO2/CNT,
respectively. Reduced photocatalytic activity is observed as well, however with the aging
of photocatalysts on the air, improvements of photocatalytic activity are achieved.
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Figure 2. (a) DRS UV-vis spectra; (b) Tauc plot for the photocatalytic film constituents and photocat-
alytic composites on glass mesh [52].

2.2. Photolytic and Photocatalytic Degradation of Selected Pollutants

In order to discuss intensified degradation of selected pollutants, photolytic experi-
ments were conducted under the same conditions as the photocatalytic one. Namely, once
pollutants are in the environment, they are subjected to the photolysis. It is a process of
chemical bond breakage due to photons absorption in an aqueous media initiated under
the UV or visible irradiation spectra [5,61,62]. Its efficiency is impacted by the complexity of
pollutant chemical structure and conditions in which experiments are conducted (models
vs. real water samples). Therefore, photolysis alone, is usually not sufficient to achieve
substantial effectiveness of pollutants’ degradation [5].

However, the photolytic and photocatalytic degradation results were compared based
on the assumption that degradation of selected pollutants follows the pseudo first-order
kinetic model. According to the first-order kinetic model, basic kinetic Equation (1) with
degradation rate k > 0 and initial pollutant’s concentration C(0) = C0 for time t = 0 can
be written as the following Equations (2) and (3) [63]:

r = k[X]n (1)

C(t) = C0e−kt (2)

ln(C (t)) = ln(C 0)− kt (3)

where C(t) is concentration at time t (min), C0 is initial concentration and k is degradation
rate constant (min−1).

Following the given Equations (2) and (3), degradation rate constants for photolysis,
photocatalysis with TiO2 and photocatalysis with TiO2/CNT were obtained. Results are
graphically presented on Figure 3, and further discussed.
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according to pseudo-first-order kinetic model for studied model pollutants (DF, IMI, BT, and MB).

Even though degradation of DF by hydroxyl radicals follows second-order kinetics,
with approximation of steady-state concentration of hydroxyl radicals, reaction is usually
treated as a pseudo-first-order kinetic model [7]. Furthermore, for highly diluted systems
(C0 < 10−3 M), the reaction can be considered pseudo-first order [64]. In this paper, as it
can be seen on Figure 3, degradation rates of both photolysis (kDF = 1.47 × 10−3 min−1,
R2 = 0.99) and photocatalysis (kDF,TiO2 = 1.19 × 10−3min−1, R2= 0×kDF,TiO2/CNT =

2.88 × 10−3 min−1, R2 = 0.99) fit into pseudo-first order kinetic.
Furthermore, depending on experimental setup, photolytic degradation of DF can

be described as negligible [45] or significantly better [2,7,65] in comparison with photo-
catalysis. In our study (Figure 3), photolytic degradation of DF is slightly better than
photocatalytic degradation with TiO2. Similar observations were made previously [2,65].
However, authors in their studies had worked with suspended TiO2 in different reactor
setup and irradiation values; CPC under sunlight [65] and batch reactor with UV/Vis spec-
tra lamp [2], respectively. Nevertheless, as it was stated in [65], since DF absorbs UV light
(λmax = 277 nm), photolysis is a relevant process and it can be better than photocatalysis,
thus, much less photons are available to generate electron–hole pairs due to interference
with DF absorption of photons [2].

Regarding the photolysis studies in aqueous media, IMI has showed as readily degrad-
able with a first-order rate kinetics [11,63]. As it can be seen on Figure 3, in this paper
degradation rates of both photolysis (kIMI = 6.1 × 10−4 min−1, R2 = 0.74) and photocatal-
ysis (kIMI,TiO2= 3.6×10−4 min−1, R2 = 0.87; kIMI,TiO2/CNT = 2.77 × 10−3 min−1, R2 = 0.99)
fit into the first order kinetic. It can be noticed that photolytic degradation of IMI is slightly
faster than the photocatalytic degradation by TiO2, even though the other way around
would be expected. The same phenomenon was observed with DF photolytic and pho-
tocatalytic (by TiO2) degradation rates. Therefore, since most pesticides absorb UV light
(λIMI = 277 nm) [66], as well as formed intermediates [67], reduction of photons available
to react with photocatalysts surface in reaction system occurs. As it was stated in the litera-
ture [11,63], different irradiation conditions in photolytic studies impact on the degradation
rates of IMI. For instance, during the 2-h experiment under natural sunlight, 38% of IMI
degradation was achieved [63]. On the other hand, 40-h were needed under UV lamps to
achieve 95% of IMI degradation [11].

Although, BT is subjected to direct photolysis with first-order kinetic reaction mech-
anism under UV light [68], that was not the fact in our study. The most efficient degra-
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dation of BT is in UVC spectra since maximum absorption is detected at λBT = 254 nm,
while in our study, experiments were done under lamps with UVA and UVB spectra. In
their paper [68], authors have reported slow photolysis degradation under lamps with
UVA and UVB light. However, DF and IMI absorb the UV light as well, but BT’s rela-
tively long persistence in the environment is due to the insensitivity to visible light [14].
Nevertheless, sunlight photolysis is a relevant process for BT degradation in surface wa-
ters [16] due to reaction with reactive transient species, though more toxic compounds
can be formed if there is no mineralization [13]. In our study, BT photolysis was a neg-
ligible process as in [13], while photocatalysis were noticeable processes of degradation
(kBT, TiO2 = 2.71 × 10−3 min−1, R2 = 0.97; kBT,TiO2/CNT= 4.63×10−3 min−1, R2= 0.98.98).

The lack of photolysis and slower photocatalytic degradation than expected by TiO2
can be explained due to the higher initial concentration (C0,MB = 25 ppm) used in ex-
periments compared with literature (C0,MB = 10 ppm, [69]), as well as usage of TiO2 in
suspension, while in our case immobilized TiO2 was used. However, in the study [70],
photolysis of MB was as well reported as neglected, while photocatalysis with TiO2 P25
achieved 46% during three hours of experiment. In their work [69], degradation rate of
3.4 × 10−3min−1 was achieved with TiO2 P25 in suspension, while we have observed
10 times slower degradation rate kMB,TiO2= 4.7×10−4 min−1 (R2= 0.86). However, sim-
ilar degradation rate was observed when a composite of 1%-MWCNT/TiO2 was used;
4.7× 10−3 min−1 versus kMB,TiO2/CNT= 1.51×10−3 min−1 (R2= 0.98). The slight difference
value is attributed to the form of photocatalyst’s usage.

2.2.1. Intensification of Photocatalytic Degradation

For all studied pollutants model solutions, equilibrium was established in 30 min
(Figure 4). Additionally, adsorption on the surface of both photocatalysts was observed,
but it was negligible. In consistence with literature findings, [2] adsorption of DF on
both photocatalysts was not significant; 1% and 6% on TiO2 and TiO2/CNT, respectively.
Equilibrium was achieved during the 30 min in dark, and slightly higher adsorption
(+5%) was observed with TiO2/CNT photocatalyst. In the literature [66,71] during the
30 min of dark experiment, adsorption of IMI was negligible. However, in our study,
13% and 20% of adsorption on TiO2 and TiO2/CNT was observed, respectively. It was
reported [67] that concentrations of IMI higher than 20 ppm inhibit the photocatalysis due
to high adsorption rate of IMI on the photocatalyst’s surface. Since in our study initial
concentration was lower than stated (C0 = 10 ppm), equilibrium was achieved. However,
occupied sites on the photocatalysts surface by adsorbed IMI molecules could slow down
the photocatalysis by TiO2. In their work [69], when adsorption tests of MB on pure
MWCNTs was conducted, strong adsorption capacity was noticed, 100% of MB adsorption
was noticed during the 120 min. Nonetheless, despite adsorption, TiO2 composites with
CNT exhibit increased photocatalytic activity under visible light, and degrade MB more
efficiently due to a simultaneous increase of active specific surface. In this study, 4% and
11% of MB adsorption on TiO2 and TiO2/CNT was observed, respectively. When it comes to
BT adsorption, it was negligible, where 2% and 4% for TiO2 and TiO2/CNT were observed,
respectively. Though, it was reported [72] that MWCNT can be used as a sorbent in solid
phase extraction, and successfully used as a pretreatment to pre-concentrate BTs from real
water samples.
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Presented results are obtained during the dark and irradiated experiments.

During the degradation process, to avoid formation of toxic derivates, an optimal
treatment time is crucial to define. For instance, in the study [45], after 120 min of DF
photocatalytic degradation, toxicity was not observed despite the formation of derivates as
chloro and hydroxyl phenols radicals. Photolytic DF degradation rate of 28% was achieved
in 4 h when demineralized water was used, while in the same time, 36% was achieved
when fresh water was used [65], confirming that the presence of other compounds which
can react as radicals contribute to the photolysis of DF [3]. In our study, during the 120 min,
17% of DF degradation was achieved. At the same time, by TiO2 photocatalysis 10% and
TiO2/CNT 29% of DF degradation was achieved, respectively.

Even though in literature [9] 53.6% of DF degradation rate was achieved, the study was
with TiO2 in suspension. This confirms that the presence of DF molecules in the solution
scavenge photons on their way to the immobilized photocatalysts surface. In systems with
suspended photocatalysts, given phenomena is reduced due to the suspension form. It was
reported that a vital role in DF degradation plays the concentration of dissolved oxygen [2],
even though hydroxyl radicals have an important effect on the DF degradation as well [9].

The intensification of DF degradation by TiO2/CNT photocatalysts in comparison
with TiO2 was observed in our study. For example, in their paper [2], the authors did not
obtain significant photocatalytic degradation when composites of 10:100 (w/w) MWCNTox
and TiO2 (anatase) were used. In their previous work [73], authors had given possible ex-
planations, one of which is inhibition of electron–hole generation by interaction of TiO2 and
CNT. The stated does not apply to our study, since our experiments were conducted with
immobilized photocatalysts, preventing interaction between nanoparticles, yet intensifying
radicals’ generation necessary for DF degradation.
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Previous results [66] have demonstrated effective (68%) photocatalytic degradation
of IMI by immobilized TiO2 on a glass plate under the UVC irradiation in 180 min. It was
observed that photocatalytic degradation by TiO2 in batch reactors under UVA light is a
relatively slow process as was the case with findings in our study. Photocatalytic degra-
dation of IMI under UVA and UVB light by TiO2 was 4%, however, by TiO2 modification
with CNT, IMI degradation increases to 29%.

The Intensification of IMI degradation by composites of TiO2 and CNT was reported
by [71]. During the 30-min dark experiments, a small increase in adsorption was observed,
which had stabilized in given time. Under UV light, 32% and 53% IMI removal was
achieved by TiO2 and TiO2/CNT photocatalysis in 3 h, respectively. Addition of CNT
contributes to Ti-O-C bond formation, thus allowing the induction of e− by photons to
migrate into CNT and diminishing charge recombination, while e− can attack H2O to form
hydroxyl radicals.

Consequently, usage of irradiated semiconductors has gained on the importance in
the BT removal research. In their research [13], authors used TiO2 in suspension form
and demonstrated rapid removal of BT without formation of toxic byproducts. They
proposed that any other AOP that use hydroxyl radicals as the main oxidants might be
useful for BT removal. In our study, 32% of BT was degraded within 120 min by TiO2.
However, intensification of BT photocatalytic degradation by modification with CNT was
not observed, only 26% BT removal was achieved. A similar trend was observed in the
studies [73,74] where carbamazepine and DF photocatalytic degradation by TiO2 and
TiO2/CNT were studied. Two hypotheses were offered; (1) high electrical conductivity of
CNTs supplies TiO2 with electrons and reduces separation of electron-hole pairs; (2) CNTs
are excited to produce electron–hole pairs which are annihilating production of TiO2
electron–hole pairs generation when conduction band of CNTs is higher than that of TiO2.

Regarding the MB degradation, it has been reported [33] that about 80% of MB could
be degraded under UVB light irradiation in 120 min, while in 60 min 90% of MB could be
degraded under sunlight irradiation when immobilized TiO2 was used. A higher removal
rate of MB with suspended TiO2 (47% in 180 min) was observed by [69]. However, only
6% of MB in 120 min by TiO2 was degraded in our case. The lower removal efficiency of
MB with TiO2 was observed as well by [55], 13% in 100 min. Nonetheless, intensification
of MB degradation when CNT were employed has been noticed. During the 180 min,
61.9% removal rate of MB was obtained with 1%-MWCNT/TiO2 [14], while 76% of MB
was degraded in 100 min by MWCNT:TiO2 = 1:3 (w/w) [55]. In our study, immobilized
TiO2/CNT (10:1, w/w) was employed and 16% removal rate was observed.

2.2.2. Modeling of Photocatalytic Degradation

Concerning more detailed analysis of photocatalytic degradation, especially by TiO2
modification with CNT, mathematical modeling with defined intrinsic parameters was
applied. Description of model developing is given later in the text. Intrinsic degradation
rate constants ki, as well as intensification factors Ycat for the studied pollutants were
obtained and given in Table 1.

Table 1. Intrinsic degradation rate constants for DF, MI, BT and MB along with the intensification
factors due to TiO2 modification with CNT.

Ki (s−1W−0.5m1.5) Ycat (-)

DF 3.56 × 10−10 2.35
IMI 8.90 × 10−11 8.84
BT 1.20 × 10−09 0.64
MB 1.62 × 10−10 2.52

Photocatalytic degradation of studied pollutants modeled based on parameters given
in Table 1, fit well with the experimental data as it can be seen in Figure 5. As it was already



Catalysts 2022, 12, 1463 10 of 18

discussed, intensification of DF, IMI, and MB photocatalytic degradation was observed
which can be noticed by the value of Ycat > 1. The highest intensification contribution to a
pollutant’s degradation in comparison with TiO2 can be given in the following order IMI
(8.84) < MB (2.52) < DF (2.35). On the other hand, intensification of BT degradation by
photocatalyst’s modification was not observed and therefore value of Ycat < 1.
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Furthermore, by using a modeling approach, it is possible to predict time necessary
for the pollutant’s degradation. For instance, 90% of DF and BT degradation is possible to
achieve within one day (Figure 6a,c), while degradation of IMI and MB depends on the
used photocatalysts (Figure 6b,d). More elaborate data about the time degradation can be
found in Table 2.

Table 2. Overview of time necessary to achieve 50% and 90% of efficient photocatalytic degradation
for studied pollutants. Results are obtained based on developed model prediction.

TiO2 TiO2/CNT
DF IMI BT MB DF IMI BT MB

50% 9 h 37 h 3 h 21 h 4 h 4 h 4 h 8 h
90% 31 h >84 h 9 h 67 h 13 h 14 h 15 h 27 h
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3. Materials and Methods
3.1. Model Pollutants

In this work, photocatalytic degradation of 1H-benzotriazole (BT; 99%, Acros Organics,
NJ, USA), imidacloprid (IMI; p.a., Sigma-Aldrich Chemie GmbH, Steinheim, Germany),
and diclofenac (DF; p.a., Sigma-Aldrich Chemie GmbH, Steinheim, Germany) were studied.
As a reference measurement, photocatalytic degradation of methylene blue (MB; VWR
International, Leuven, Belgium) was studied as well. Model solutions were prepared with
initial concentrations as follows: C0(BT) = 5 ppm, C0(IMI) = 5 ppm, C0(DF) = 10 ppm and
C0(MB) = 25 ppm in accordance with the literature findings [7,67,75].

Concentrations of IMI and DF were determined by high-performance liquid chro-
matography (HPLC-UV, Agilent Technologies 1200 Series, Santa Clara, CA, USA). A mix-
ture of 0.1% of formic acid and methanol was used as a mobile phase along with the flow
rate 0.5 mL/min and 0.3 mL/min for IMI and DF, respectively. Detection was at 254 [76]
and 258 nm, respectively [77].

Decrease of concentrations of BT and MB were determined by UV-Vis spectropho-
tometry (Avantes AvaLight-DH-S-Bal Spectrometer, Lafayette, USA) at 256 nm [78] and
660 nm [39,43,44,79–81], respectively. Regarding the MB, visible photodecolorization was
observed as a result of degradation.

3.2. Photocatalysts Preparation

In the experiments, two photocatalysts were used: commercial TiO2 (Evonik Oper-
ations GmbH, Aeroxid® TiO2 P25, Hanau-Wolfgang, Germany, 30 nm, 56 m2/g, 75:25
anatas to rutil mass ratio) and TiO2/CNT, a mixture of TiO2 and CNT (MWCNT, Sigma-
Aldrich Chemie GmbH, Steinheim, Germany, 50–90 nm, >95% carbon) in a ratio of 10:1
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(w:w) (Figure 7). Both photocatalysts were immobilized on a glass fiber mesh (Kelteks,
Karlovac, Croatia, density 480 g/m2) of defined dimensions (480 × 250 mm) by modified
sol-gel procedure [52]. According to the procedure, photocatalyst (TiO2 or TiO2/CNT) is
added in a solution of distilled water and ethanol (p.a. 96%) with volume ratio 1:1 and
stirred for 15 min during which the pH is adjusted to 1.5 with the addition of acetic acid
(Kemika, Zagreb, Croatia). Homogenization of solution is then performed by ultrasonic
probe for 2 min (30 W, 20 kHz). After sonication, tetraetoxysilane (TEOS) was added and
immobilization solution was stirred for 1 h at 50 ◦C. Meanwhile, glass fiber mesh was cut to
prepare supports for the immobilization. Supports were cleaned with ethanol, treated for
5 min with 10 M NaOH and rinsed with deionized water. Pretreated supports were 4 times
in a row dipped in immobilization solution and then dried at 70 ◦C for 30 min. The immo-
bilization procedure was finished after an additional week of immobilized photocatalysts
drying at room temperature.
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photocatalytic film on glass fiber mesh.

Characterization was performed by using Raman spectroscopy (HORIBA Jobin Yvone
T64000 spectrometer, Bensheim, Germany) with a 532.5 nm, solid-state laser excitation); the
scanning electron microscopy (FEG SEM Quanta250 FEI microscope, Hillsboro, Oregon,
USA) and diffuse reflectance spectroscopy (DRS, Perkin-Elmer Lambda 35, Waltham, MA,
USA). Additional information were described in more details in our previous paper [52].

3.3. Reaction Set Up

The experiments were performed in a compound parabolic collector (CPC) reactor
(Figure 8) which represents state-of-the-art in reactor design. The CPC reactor set up
consists of two parallel quartz tubes (L = 50 cm, Douter = 3 cm, Dinner = 2.7 cm) connected
with a PTFE U-tube of the same inner dimension to avoid changes in flows rates. Quartz
tubes are placed in a compound parabolic mirror made of highly reflective alumina (JBL,
Neuhofen, Germany, Solar Reflect 50).

As an irradiation source, a custom-made panel with three full spectra lamps (JBL,
Neuhofen, Germany, Solar Ultra linear fluorescent lamps: Color, Tropic and Nature, T5,
145 cm, nominal power 80 W) and corresponding reflective mirrors (JBL, Neuhofen, Ger-
many, Solar Reflect 146) was used. The UVB and UVA intensities were determined at the
lamp wall (Iw) by UVX radiometer (UVP Products, Analytik Jena US LLC, Upland, CA)
fitted with corresponding longwave UV-A UVX-36 (range 335–385 nm) and midrange UV-B
UVX-31 (range 280–340 nm) sensors of ± 5% accuracy (Figure 9). The CPC reactor was
inclined at 12◦ in correspondence with the inclination of a custom-made panel which was
set up at 10 cm above the reactor.
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The CPC reactor was attached to a beaker of work volume 1.5 L with silicone tubes and
peristaltic pump (Masterflex®) of workflow 26.5 cm3/s. The volume of CPC reactor with
the tubes was 0.5 L. The beaker was placed on the magnetic stirrer in order to maintain the
equilibrium in the solution. The CPC reactor was connected to the beaker in recirculation
with the silicone tubes.

For the purposes of research, photolysis and photocatalysis experiments were con-
ducted following the same methodology for all the model solutions. To achieve sorption
equilibrium, the model solution was first recirculated for 30 min without irradiation. In the
next 120 min, photolysis and photocatalysis were measured. To estimate the adsorption of
model pollutants on the photocatalytic films, control experiments were conducted in ‘dark’
in the full length of 120 min. All experiments were conducted three times and average
values were reported.

3.4. Mathematical Modeling of Intensification Factors

Determination of differences in the degradation rates of model pollutants due to
different photocatalytic films requires proper modeling of kinetics parameters.

The basic kinetic Equation (1) was modified into Equation (4) to incorporate intrin-
sic parameters related with the photocatalytic degradation of selected pollutants over
irradiated TiO2 film.

ri = −ki((µI0(L, W))UVB + (µI0(L, W))UVA)
m[X]n (4)

The µ(m−1) stands for the absorption coefficient averaged over the spectrum of in-
cident irradiation (in UVB and UVA region), while the I0(L,W) (W m−2) stands for the
incident photon flux at the film surface along its length, and m is the order of reaction with
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respect to irradiation absorption. By introducing the (µI0(L,W))m into the kinetic model,
resulting reaction rate constants became independent of irradiation condition and applied
catalysts [82]. Therefore, ki stands for the intrinsic degradation rate constant of selected
pollutant (i).

By introducing the intensification index, Ycat, Equation (4) was modified into Equation (5):

ri = −kiYcat((µI0(L, W))UVB + (µI0(L, W))UVA)
m[X]n (5)

The Ycat assumes the enhancement in light absorption by photocatalysts, both in the UVA
and UVB region but also in the visible part of applied irradiation. It can be used for facile
determination of total intensification for new and improved photocatalyst formulations.

The reaction kinetic model was further combined with the material balance for plug
flow reactor in recirculation. The Reynolds number was estimated using the hydraulic
diameter equal to the wetted perimeter and for maintained flow in CPC was 134.8. Despite
the laminar flow, average velocity was used neglecting the radial and axial differences in
the velocity profile. The averaged fluid velocity was estimated at v = 4.99 × 10−2 m/s in
CPC, which was used in all related models. In CPC, outlet flow mixed with the reaction
mixture in the recirculation tank led to different inlet concentrations in different reaction
times. Material balance is given for the perfectly mixed reservoir tank:

Vtank
d[Xi]

out
tank

dt
= Q

(
[Xi]

in
tank − [Xi]

out
tank

)
(6)

where

v
d[Xi]

dL
= ri(L, t) (7)

The numerical simulation was performed dividing the reaction space along the length
and width—i.e., L and W directions—in sufficiently small intervals. A small-time increment
(∆t) equal to the reactor space time (τ = VR/Q) was introduced. The material balance in
the reactor was solved at time t. The time step counter was increased, and the procedure
repeated. All simulations were performed in VBA module (Excel). Reaction rate constants
(ki, s−1W−0.5m1.5) were determined by the trial-and-error method fitting the experimental
values into the model by minimizing the variance.

4. Conclusions

Photocatalytic degradation of DF, IMI, BT, and MB by immobilized TiO2 and TiO2/CNT
photocatalysts were achieved. Mathematical modelling which included mass transfer
and photon absorption was applied and intrinsic reaction rate constants were estimated:
kDF = 3.56 × 10−10s−1 W−0.5m1.5, kIMI = 8.90 × 10−11s−1W−0.5m1.5, kBT = 1.20 × 10−9s−1

W−0.5m1.5, kMB = 1.62 × 10−10s−1 W−0.5m1.5. In comparison with TiO2 photocatalysis,
intensification of photocatalysis by TiO2/CNT was observed for DF (10% to 29%), IMI (4%
to 29%) and MB (6% to 16%), while that was not the case for BT (32% vs. 26%.). Applied
mathematical kinetic models can be effectively applied for different irradiation conditions
which makes it extremely versatile and adaptable when predicting the degradation extents
throughout the year using sunlight as the energy source at any location.
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