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Abstract: Chlorobenzene (CB) and Chloronaphthalene (CN) emissions from cement plant oper-
ations pose significant environmental risks. This study investigates the mass transfer effects of
chlorinated aromatic Volatile Organic Compounds (VOCs), specifically CB and CN, in the gas
phase of a continuous-tangential-flow annular photocatalytic reactor. The experiments involved
introducing CB and CN into the reactor, and the degradation kinetics were analyzed using the
Langmuir-Hinshelwood (L-H) model. The L-H model was applied to assess the impact of the flow
rate, concentration, and relative humidity (% RH) on the degradation rate (DR). The results indicate
that both the experimental and simulated degradation rates improved with increased flow rates (1
to 9 m3-h~1) and inlet concentrations (30 to 216 mg~m*3). This enhancement of the DR correlates
with the availability of active OH* species on the TiO, surface. The L-H model emphasizes the role
of H,O molecules in VOC removal kinetics. The degradation rates increased with a rising water
content (5 to 55%), but adverse effects on VOC conversion were observed beyond a 55% RH. This
study reveals a mass transfer effect, with internal diffusional limitations in the TiO, pores under
operational conditions. The kinetics were predominantly controlled by chemical kinetics and catalyst
pore availability. Furthermore, this study demonstrates a higher CB degradation than CN in the
reactor and experimental conditions. For a concentration of 1.328 mM-m~3, the CB DR ranged from
0.70 to 2.84 uM-mz-sfl, as the flow rate varied from 1 to 9 m3-h—!. The CN DR varied from 0.60 to
2.20 pM-m?-s~! within the same flow rate range.

Keywords: air treatment; reactor modeling; mass transfer; pilot scale; relative humidity

1. Introduction

Air pollution has far-reaching environmental consequences, including the acidification
of rivers, soils, and the atmosphere, the eutrophication of lakes and rivers, ozone layer
depletion, and intensified greenhouse effects [1-4] Various VOCs are responsible for these
nuisances, such as chlorobenzene (CB) and chloronaphthalene (CN), which are chemicals
from the cement industry [5-7] The impact of CB and CN extends beyond environmental
concerns, as these chemicals pose toxicity risks to human health [6]. Notably, due to their
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volatility, cement workers face potential exposure to these VOCs, presenting a significant
public health challenge [8-11].

In response to these challenges, since the 1980s regulations have been established to
limit the emissions of these compounds into the air, safeguarding worker health. For the
good application of these rules, it is, thus, necessary to continue to propose to industrialists
innovative treatment solutions adapted to these gas emissions. Consequently, research
advancements in photocatalysis have revealed the efficacy of this chemical process for
purifying air contaminated by VOCs through continuous reactors.

Heterogeneous photocatalysis involves the absorption of photons by a semiconductor
with an energy equal to or greater than that of the band gap (E. — Ey), facilitating the flow
of electrons from the valence band (Ey) to the conduction band (E.) [12,13]. This process
generates a positive hole (h+) at the valence band and releases an electron (e—) into the
conduction band [14,15]. This chemical process consists of oxidizing the pollutant on a
catalyst (TiO, usually) under UV radiation [16-18]. In the presence of oxygen and/or water
vapor, the UV radiation that activates the semiconductor (catalyst) allows for the VOCs in
contact with the reactive surface to convert into CO, and H,O [19-21].

Photocatalysis generally proceeds in three steps: the mass transfer of the pollutant to
the catalyst, the adsorption on the catalyst, and the chemical reaction. Among continuous
photocatalytic reactors, tangential flow configurations, which consider the VOC concen-
tration, UV intensity, and water vapor composition, offer adaptability to an industrial
scale [22]. The desorption and diffusion processes of VOCs and their by-products are typi-
cally negligible, and steady-state kinetic models often overlook the mass transfer effects.
Thus, the adsorption of the pollutant and the oxidation reaction are usually described by the
Langmuir-Hinshelwood (L-H) theory [23-26]. In this study, a continuous-tangential-flow
photoreactor is employed to assess the impact of the mass transfer on the degradation
of CB and CN at industrial concentrations. The investigation includes an analysis of the
influence of the flow rate, concentration, and relative humidity (RH) of the air stream
on the degradation rate. Additionally, a Langmuir-Hinshelwood (L-H) modeling of the
experimental results is conducted.

The scientific challenge addressed in this work is to highlight the effect of chlorinated
radicals on the performance of photocatalytic reactors. In fact, the novelty is based on
the treatment of simulated gas air from a cement factory. The experiments were carried
out on a pilot scale under conditions similar to those on site. This was done in favor of
emphasizing the true photocatalytic performances. A modeling component was established
to underscore the effect of the mass transfer on the removal kinetics. To the best of our
knowledge, there is no existing work on these pollutants at a pilot scale.

2. Experimental Setup

The overall photocatalytic degradation rate of the VOCs was calculated as follows:

r= <(52) X 1%’6 X R(%) (1)

Cin — Cout
in
where RE is the VOCs’ removal efficiency, C;;, and Cyys are the inlet and outlet VOCs’
concentration (mM-m’3), respectively, Q is the volumetric flow rate (m3-h’1), and S is the

medium surface (m?).

The Langmuir-Hinshelwood (L-H) model generally represents the degradation kinet-
ics. This model is defined by the following equation [27-29]:

RE (%) = % 100 ©)

kKC 1 1 1
To = r— = — +
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where 1y is the initial reaction rate (mM-m~3-s~1), k is the reaction rate constant (mM-m—3.s71),
and K is the adsorption constant (m3-mM1).

The slope of the curve C = f (time), where the influence of the by-products is assumed
to be negligible, determines the initial reaction rate. The values of the L-H constants are
determined from the slope and intercept of the plot ro L =f(Co™h).

Assuming that the mass transfer is not the limiting step, and that the effect of the
intermediate products is negligible, then the reaction rate can be expressed according to
Equation (3) [29]. In this model, the adsorption and desorption reactions are neglected in
comparison to the oxidation mechanism. A continuous plug flow reactor at a steady state
is considered. The distribution of the pollutants along the axial direction should not be
ignored. The continuity equation for a pollutant is denoted as follows:

2.9€
dz

- (4)

In this equation, z is the axial position in the reactor. After integration, the previous
equation becomes
1n(Cm /Cgut) o kupp‘K'L 1
Cin — Cout) u Cin — Cout)

—K (5)

where L is the reactor length (m), u is the superficial gas velocity (m-s~1), and C;, and
Cout are the inlet and outlet concentrations. The L-H constants k,;, and K are obtained
by fitting the results of each concentration and flow rate with the linear equation. The
cross-correlation coefficient is obtained by the covariance of kapp and K divided by the
norm deviation of each modulus kg, and K.

The overall mass balances of the contaminant on the gaseous and solid phases in a
continuous reactor result in the following relations [30,31].

In the gas phase:
u-d—CJrk- (C—=Cs)=0 (6)
iz m* 4y s) =
In the solid phase:
kapp K-Cs
km'ﬂv'(c - Cs) = TKCS (7)

where C and Cs are the concentrations in the gas phase of the overall and average surface
of the VOCs (mM-m~3), respectively, k;, is the mass transfer coefficient (m-s71), and ay is
the average area per unit volume of the reactor (m?-m~3).

Assuming a linear transfer gradient, the material flux ]f through the film is written
according to the Fick law, integrated over the thickness ¢ of the film [32].

Jr =Gy~ C) =kpo(Gy - ) ®

where ¢ is the thickness of the external film, C;, is the core concentration of the fluid, Cs
is the concentration on the surface of the adsorbent grain, k¢ is the external mass transfer
coefficient, and D is the diffusion coefficient.

The film thickness 6 varies with the operating conditions, such as the turbulence, grain
size, and fluid viscosity. Several semi-empirical correlations were established to obtain the
external mass transfer coefficient kf. The dimensionless numbers of Reynolds (Re),

Schmidt (Sc), and Sherwood (Sh) translate these parameters.

_ 2:Rp-p-Up S deq-kg

Re
M 0 Dol D01




Appl. Sci. 2024, 14, 1507

4of 16

where d,; is the equivalent diameter, p is the fluid density, U is the surface velocity, u is
the fluid dynamic viscosity, and D, is the molecular diffusion coefficient of the solute in

the fluid.
1073 /55 1175
Dmol = (10)

s
(20.13 4 y;3 )2 Tarm

where P is the gas flow pressure (Pa), T is the absolute temperature (°K), Vi, is the molecular
volume of the gas (m3-m~!), and M is the molecular mass of the pollutant (g-m~1!).

2.1. Photocatalytic Reactor Configuration

The catalytic material was a coated fiberglass mat of 20 g/m? of colloidal silica which
ensured the fixation of 20 g/m? of PC500 Millenium titanium dioxide nanoparticles. The
PC500 TiO, nanoparticles had a diameter of 5 to 10 nm and were in a pure anatase form with
an indirect bandgap energy of 3.3 eV. The specific surface area of the TiO, nanoparticles
was 300 m?/g. The coating process consisted of impregnating the fibers using an industrial-
sized press. The material preparation was carried out by Ahlstrom Research and Services
(Ahlstrom Patent). The plot of the N isotherm showed an adsorption of the fundamental
type on a non-porous solid.

The light source was an 80 W UVA lamp (Philips CLEO performance). Its emission
spectrum varied from 300 to 400 nm. The pollutant circulated continuously in a tangential
flow in the reactor. The reactor was cleaned with an air stream (2 m3-h~!) under UV
light at about 20 W-m~?2 for one hour to avoid possible contamination before starting the
experiments. The injection of VOCs was made continuously in the liquid state from a
syringe pump system (Kd Scientific Model 100, Holliston, MA, USA). This system was
introduced into the circuit as a gas flow.

The flow rate and VOCs’ concentrations varied from 1 to 9 m3-h~! and 30 to 216 mg-m’?’,
respectively. A heating tape was wound around the channel at the level of the injection
zone to ensure the good evaporation of the pollutants. Valves and a flowmeter (Bronkhorst
In-Flow, Grez-sur-Loing, France) were introduced at the reactor inlet to maintain the
airflow (Figures 1 and 2). A specific testo sensor monitored the air quality (humidity and
temperature). In this study, the values (5%, 30%, 55%, and 80%) for the relative humidity
were determined by introducing a column humidifier into the degradation system to
provide dry and humid air.

Mass flower
Heater Static Mixer

Reactor
Air blower . - e
il : :
N~
""""""" \ — GC —
- 1 ] Seringue ’ CO analyzer F_
Hydraulic | pump
pump —{ CO, analyzer ‘<—
Humidfier
L, column

(]

Figure 1. The schematic of the experimental setup.
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Photocatalytic
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_i__ - & 2
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(a) - . i
I 1 000 mm )
1 500 mm
Inlet Outlet Rubber seal
External tube (85 mm)
Internal tube (65 mm)
(b)

UV Lamp

Photocatalytic medium

Figure 2. (a) The schematic of the reactor setup and (b) a cross section of the concentric cylindrical
Pyrex glass tube reactor.

2.2. Gas Phase Analysis

The VOCs’ concentration, before and after the mineralization experiments, was quan-
tified using a gas chromatography (Focus GC) using a flame ionization detector (FID) and
an FFAP column (length = 25 m and internal diameter = 0.32 mm). The flow rate of the
carrier gas was 1 mL-min~!. The injector and detector temperatures of the CN were 260 °C
and 270 °C, respectively, and 250 °C for the CB. The samples were collected in the reactor
downstream using a 500 pL gas-tight syringe and were manually injected into the GC.
The CO, concentration was quantified using a multi-gas infrared analyzer equipped with
GEFC (Gas Filter Correlation) technology (MIR 9000 Environment, Verano Brianza, Italy). A
TESTO sensor was used to monitor the system’s temperature and relative humidity (RH).

3. Results and Discussion
3.1. Effect of Flow Rate and Inlet Concentration

In this section, only the surface step reaction is considered, i.e., the mass transfer is
neglected, in order to describe the photocatalytic reaction in the gas—solid phase.

Table 1 presents the semi-empirical formulas necessary to find the external mass
transfer coefficient for tangential flow reactors.

Table 1. The semi-empirical formulas for the estimation of kf.

Reactors Formulas Conditions
) Sh = 1.029-Re®> x §c033. (L )~0472 Si Re < 2500
Tangential flow reactor Sh = 0.095-Re?83.5033.( dL 3—0.472 Si Re > 2500

eq

L: length; deg: equivalent diameter of the reactor.

Table 2 illustrates the Reynolds number, diffusivity, and mass transfer coefficients for
two components at various volumetric flow rates. The values of the coefficients k¢ resulting
from these correlations are used to determine an equivalent diffusion. The numerical
solution of the following equation can be used to evaluate the parameters k and K:

L-ky-a 1 k 1 k 4C;
Cin - Cout = ﬁ'[cin + E + km-ﬂz; - \/(_Cin + E + km'av)z + Tm ] (11)
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Table 2. Reynolds number, diffusivity, and mass transfer coefficients.

Dot (cm?2-s—1) K¢ (x10° m-s—1)
Q (m3h1) Re
CB CN CB CN
1 213 0.40 0.39
3 639 1.02 1.00
6 1279 0.0494 0.0478 1.85 1.81
9 1919 2.60 255

Figure 3a,b shows the modeling of the CB and CN degradation rates during photo-

catalysis.
o 3 o 1m3/h
o . - 3 o 3m3/h
g :. . V‘é“/ . A 6 m3/h
< 5° ‘ 2 T o 9m3/h
g 3 ~ e —
:‘fl = . . T e« simul 1 m3/h
A T N simul 3 m3/h
9 A = simul 3 m3
2 e« simul 6 m3/h
/ 5 e e« simul 9 m3/h
N A %
15 D/ 7 O
@ Ve o
Al O
! AY
o} — T O
— 'I-&i-
0,5 /of
0
0 02 04 0,6 08 1 1,2 1,4
[CB] (mM.m-3)

25 ° 1 m3/h
] [+ 3m3/h
ol
Sh .- @ A 6m3h
8¢ o R oot
ok o 9m3h
§ = 7~ et — . simul 1
< S e A e | m3/h
‘? . T simul 3
1,5 . Ao o m3/h

® = HOH

0 0,2 0,4 0,6 0,8 1 1,2 1,4

[CN] (mM.m-3)

Figure 3. The variation in the degradation rate of CB (a) and CN (b) with the inlet concentration at
different flow rates (I = 20 W-m~2; RH = 30%; T = 20 °C).
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The degradation rates of the two VOCs were identical. Whatever the flow rates, the
DR was improved with an increasing concentration. However, CB degraded faster than CN
under similar experimental conditions, in terms of the concentration and flow rate. Indeed,
for a concentration of 1.328 mM-m~2, the DR of CB varied from 0.70 to 2.84 uM-m?-s ™!
when the flow rate increased from 1 to 9 m3-h~!, while the DR of CN varied from 0.60 to
2.20 uM-m?-s~! for the same flow rate interval. This difference in the DR may be related to
the hydrophobicity and stability of the molecules (two aromatic rings) of CN on the surface
of TiO,. This result is in agreement with a study [33] dealing with six aromatic compounds:
benzene, toluene, ethylbenzene, and m-, o-, and p-xylenes. In their investigation, the
authors showed that these compounds do not have the same photocatalytic reactivity.
Benzene was the most challenging compound to degrade due to its extreme stability and
the equivalence of its six carbons.

The simulation results shown in Figure 3a,b based on the L-H model are summarized
in Table 3.

Table 3. k and K values for CB and CN for model TM.

VOCs k (mM/m3-s) K (m3/mM) R? (%)
CB 0.92 8.4 99
CN 0.10 9.1 99

From Table 3, it is interesting to note that the kinetic constants (k) of the L-H model for
CN are very different compared to those for CB. However, the two pollutants” adsorption
constants (K) were similar. This trend can be explained by the hydrophobicity and stability
of the pollutants.

The degradation rates improved with an increasing flow rate and concentration.
Indeed, as the flow rate and concentration increased, the species’ movement to the catalyst’s
interface was enhanced. This analysis is in accordance with the work of Tulebekov and
his group [34], who stated that the degradation rate improves with an increasing flow rate
and VOC concentration. These results also agree with litterature [27-29]. Serhane and his
co-workers [35] argued that the increase in the degradation rate is related to the availability
of the active species, i.e., if the formation of the first radical species is facilitated; in this
case, the degradation of the adsorbed pollutants starts faster, and the residence time could
be shorter.

3.2. The Effect of Relative Humidity on the Degradation Rate

To corroborate the results obtained from the experimental tests, the Langmuir-Hinshelwood
bimolecular model was used [36]. In this model, the water—-VOC system is assimilated into
a binary system. The degradation kinetics can be expressed as follows:

ra = kA'FA-FW (12)
Ka-Ca

Fp = 13

A7 (14 K4-Ch + Ko Co) (13)
K/w'cw

Fy = 14

YT (1+K4-Cq+KoypCo) (14)

KA'CA K/w'Cw

=ky- . 15
"4 = A T R C + K o) (14 KipCa + K Co) 15
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The constants k4 and K4 are obtained by considering the mass transfer in the previous
study, with a relative humidity value of 5% (dry air). Cy, is the water vapor concentration,
Ky is the Langmuir adsorption constant of the water, and K’4 and K';, are the competitive
adsorption constant of the pollutant and water.

Table 4 displays values for the Langmuir-Hinshelwood model parameters for the
Volatile Organic Compounds (VOCs) types, including reaction rate constants and adsorp-
tion constants.

Table 4. Values for model L-H.

VOC ka Ky Kw K’A K’W
s (MmM-m-3s51) mM>mM-1) @m>mmol-1) (m?mmol-1) (m3 mmol-1)

CB 0.920 8.400 0.029 1.500 0.456

CN 0.100 9.100 0.02178 1.756 0.200

Relative humidity (RH) modeling confirmed that H,O molecules greatly influence the
kinetics of VOC conversion in the photocatalytic process. The pace of the simulated and
experimental speeds was identical. Petit and his group [29] showed that the photocatalytic
removal rate of cyclohexane increases with the amount of water vapor. However, above
a certain threshold, there is a detrimental effect on the degradation rate. Refs. [30,37-39]
have confirmed this assertion.

Figure 4a,b present the influence of water molecules on treating VOCs during hetero-
geneous photocatalysis.

The DR increased from 5 to 55% RH, while it decreased beyond 55% RH. The experi-
mental and simulated speeds varied based on the flow and concentration conditions. When
compared to CN, a higher CB degradation was observed under this study’s humidity condi-
tions. It is well known that the influence of humidity on the degradation of VOCs depends
on the nature of the pollutant, especially its hydrophilic character and the concentration of
the injected VOCs.

2 o 1.332mmol/m3
A 0.799 mmol/m3
2 . ﬂ—‘ 0.553 mmol/m3
%T,,_ ~ 4 N © 0266 mmol/m3
ng 15 . @« Stimul 1.332
8 = 7 N\ R —_— . Y00
%g 3 N H ol %ss
Imu .
a /@ 5 : mmol/m3
. Stimul 0.266
/ — mmol/m3
1 - / s
a u
(a) / N
3 & HOHA
/ - \._A_.
g .-
0.5 @ — -
A/ LA
K
<& .
0
0 20 40 60 80 100

relative humidity (% of RH)

Figure 4. Cont.
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Figure 4. The influence of humidity on the degradation rates of CB (a) and CN (b) (I =20 W-m~2,
T=20°C,Q=1m3h™1).

Moreover, TiO, has a polar surface, which favors the adoption of water molecules
on the catalyst’s surface. Even though, there is a small amount of competition with the
pollutants on the active’s sites, at a low water content, this compaction is accompanied by
another photocatalytic reaction (the oxidation of water by photocatalysis), which forms
OHF° radicals [40]. Therefore, the water molecules in the vapor phase must be consumed
over the catalyst surface to promote radical generation. The increase in humidity, thus,
facilitates the reactions between the VOC molecules and the radicals formed through the
strong OH* production from HyO at the interface, as shown in the following reactions:

H,O+e - H +OH +e
H,O+h" - OH +H"

Oxygen can be transformed into a superoxide anion (O,*™) by reacting with the photo-
generated electrons on the surface of the catalyst, according to the following reaction [15]:

e +0; — 02*7

In the presence of water molecules, the superoxide anion (O, ~) can react with water
molecules to generate OH*:

20," +2H,0 — 20H" +20H™ + O,

Thus, increasing the amount of water can lead to an increase in the degradation rate
due to the generation of more OH* radicals.

However, excess water can negatively impact the conversion of pollutants, as water
molecules can compete with organic compounds on TiO, adsorption sites. Comparing the
degradation rate achieved in dry air (RH 5%) and wet air, it was observed that water has
a beneficial effect. However, when the humidity level exceeded 55% RH, the adsorption
constant significantly decreased, which has been supported by previous studies [28,35,40].

The value of the reaction constant can assume a minimum under dry air conditions
and a maximum at about 55% relative humidity, and then decreases with increasing
humidity. Under high-humidity conditions, the VOC must first penetrate the layers of
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water molecules before interacting with the catalyst surface or any radicals generated in
the reactor. The lack of HO molecules on the TiO; surface limits radical generation in a
dry air stream (5%). The water molecule favors photocatalytic reactions under relatively
humid conditions (5% to 55%).

At a high humidity (80%), the mole fraction of water submerges the TiO, adsorption
sites. Mass transfer on and/or into the water film on the TiO, surface dominates any
potential photocatalytic reaction, as demonstrated by [41]. Therefore, the DR of the VOCs
decreases regardless of the concentration of the VOCs in the medium.

The work of [42] on treating trichloromethane by photocatalysis showed that photo-
catalytic degradation is generally affected by H,O molecules. In most cases, the complete
absence of water vapor is fatal to photocatalysis because it directly affects the amount of
OH* formed. In addition, a very high relative humidity value can negatively affect the
process due to competition between the water and pollutants. Zang and his co-workers [43]
made the same remark in their study of the effect of relative humidity on the photocatalytic
degradation mechanism of gaseous styrene.

3.3. Selectivity of CO;

Photocatalysis allows for the transformation of many VOCs into CO; and HO. The
classic reaction of this chemical mechanism can be summarized as follows:

VOCs + O, Mby — products(ads) MCOQ + H,O
The selectivity is determined by the following formula [44]:

[Cox]in - [Cox}out .
Nc-RE(%)-[VOC],,

COxselectivity = 10* (16)

where Nc is the number of carbon atoms in the pollutant, RE(%) is the removal efficiency,
x =1 for CO and x = 2 for CO,, and [COyin and [COx]out are, respectively, the concen-
trations in ppm of COx at the inlet and outlet of the reactor, and [VOC],, is the inlet
concentration of the VOC in ppm.

3.3.1. The COx Selectivity with a Variation in the Flow Rate and VOC Concentration

Figures 5 and 6 display the selectivity of the VOCs, showing similar variations in the
CO; selectivity of CB and CN. The CO; selectivity decreased with an increasing flow rate
and concentration. The CO, selectivity of CB varied from 49% to 15% for a concentration of
90 mg-m~3, when the flow rate was increased from 1 to 9 m3/h. For a flow rate of 3 m3/h,
the CO; selectivity of CB varied from 59% to 30%, when the concentration was increased
from 30 to 150 mg-m .

For CN, the CO, selectivity varied from 60% to 21% for a concentration of 130 mg-m~3
when the flow rate increased from 1 to 9 m3/h. For a flow rate of 3 m3/h, the CO, selectivity
of CB varied from 65% to 40% when the concentration increased from 44 to 216 mg-m~3.

Indeed, during the photocatalytic mechanism, the number of reactive species photo-
generated and the active sites of the support remained constant. Thus, a small fraction was
mineralized into CO, for high concentrations of pollutants.

The improvement in CO; selectivity was noticeable for small concentrations of pol-
lutants injected at the inlet of the reactor, because the availability of the active sites of
the catalyst remained greater, so the compounds were easily converted into CO,. Several
studies [19,43-45], are unanimous regarding the fact that increasing the initial concentration
and flow rate decreases the CO, selectivity during the photocatalytic process.

The products of photocatalytic degradation are generally CO, and H,O. However,
the identification of CO at the reactor outlet has often been reported [45]. This point was
found in this study only regarding the photocatalytic degradation of CN. Accordingly, the
following figure shows the small amount of CO released.
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Figure 5. The variation in the CO, selectivity of CB and CN at different flow rates and inlet concen-
trations (I = 20 W-m~2; RH = 30%; T = 20 °C).

3.3.2. COx Selectivity with Variation in Humidity

The evaluation of CO; selectivity in the presence of humid air was performed to
determine the impact of the RH on CO, production. As observed (Figure 7), the variations
in CO; selectivity were similar for both VOCs. Regarding CB, the CO; selectivity showed a
peak at 55% RH, regardless of the VOC concentration. Similarly, regarding CN, the CO,
selectivity also showed a peak at 55% RH. The CO, selectivity of CB increased from 35% to
54%, and then decreased to 36%, at a concentration of 19 ppm. For the same concentration,
the CO; selectivity of CN increased from 50% to 66%, and then decreased to 52%. This
same remark was made by [45].
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Figure 6. The variation in the CO selectivity of CN at different flow rates and inlet concentrations
(RH = 30%; T = 0 °C).

This study shows that, above a specific value, the humidity harms the mineralization
of VOCs, leading to a decrease in CO selectivity (Figure 8). This result seems logical
because, at a crucial RH, an adsorption competition between water molecules and organic
compounds takes place on the surface of TiO; leading to a decrease in mineralization.
The same conclusion was reached by Chikh and her group [45] following a study of the
photocatalytic degradation of VOCs.
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Figure 7. Cont.
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Figure 7. The variation in the CO; selectivity (%) of CB (A) and CN (B) at different humidity and
inlet concentrations (I =20 W-m~2;, Q =1m>3-h~%; T =20 °C).
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Figure 8. The variation in the CO selectivity (%) of CN at different humidity and inlet concentrations
I=20W-m~2%,Q=1m3h"1;T=20°Q).

Table 5 compares reaction rate constants (k) and adsorption constants (K) for various
pollutants processed in different types of reactors, as reported in the literature and this
study.
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Table 5. A comparison of k and K values obtained from the literature.
References Reactors Pollutants k K
v (mM-m—3.51) (m3mM-1)
Front-flow
[29] continuous Cyclohexane 0.025 7.12
reactor
Isovaleraldehyde 0.49 1.62
[28] Annular reactor
Trimethylamine 0.69 1.19
7] Continuous Chloroform 0.04 2.74
reactor Glutaraldehyde 0.09 1.16
Chlorobenzene 0.92 8.4
This study Cylindric reactor
Chloronaphthalene 0.10 9.1

The photocatalytic results are better than those found in the literature. This difference
is due to the reactor configuration. The present configuration has a small air thickness,
enhancing the mass transfer and obtaining attractive k and K values. In addition, it is
interesting to note that these constants are not flow rate dependent. The influence of the
flow regime is integrated completely through the parameter km. In fact, the separation of
the mass transfer and the chemical reaction steps is obtained.

4. Conclusions

Based on this study’s findings, applying the L-H model for treating air containing
chlorobenzene and chloronaphthalene using TiO, photocatalysis demonstrates promising
results. The degradation rates (DRs) were notably influenced by the inlet concentrations
of the VOCs and the air effluent flow rate. Higher concentrations of VOCs and increased
airflow rates correlated with improved DRs, suggesting an enhanced mass transfer and
availability of active species. The facilitation of the initial radical species formation was
identified as a critical factor in accelerating the degradation of the adsorbed pollutants,
thereby reducing the residence time.

Furthermore, the L-H model reveals the significant impact of water molecules on the
kinetics of VOC conversion during the photocatalytic process. An increase in water content
from 5% to 55% enhanced the degradation rate due to the more significant generation of
OH* radicals. However, a counteractive effect was observed with higher water quantities,
wherein competition for the TiO, adsorption sites reduced pollutant conversion. Interest-
ingly, this study highlights a consistently higher chlorobenzene than chloronaphthalene
degradation rate across varying flow rates, concentrations, and relative humidity condi-
tions. These findings contribute valuable insights into optimizing photocatalytic processes
for treating specific volatile organic compounds.
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