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Abstract
The present study aimed to couple boron carbide (B4C) and silver ferrite (AgFe2O4) in the composite structure for the Cr(VI)
photoreduction application. B4C was synthesized through a heat treatment process of a polymer precursor, polyvinyl borate
(PVB). B4C/AgFe2O4 composites were obtained by the synthesis of AgFe2O4 using a auto-combustion technique in the
presence of the as-prepared B4C. Fourier-transform infrared spectroscopy and X-ray powder diffraction analyses revealed
that pure B4C, pure AgFe2O4, and the B4C/AgFe2O4 composites were synthesized successfully. Field emission scanning
electron microscopy and N2 adsorption-desorption studies exhibited that the as-prepared samples had similar surface
morphology. The B4C/AgFe2O4 composites can absorb a significant part of the visible light and can be used as visible-light-
driven photocatalyst, shown by UV-Vis absorption spectroscopy. Coupling B4C with AgFe2O4 in the composite structure
provided enhancement in the Cr(VI) photoreduction efficiency. The Cr(VI) removal rate of pure B4C increased from 65.1%
to 98.0% within 120 min. of visible light irradiation. The resulting enhancement in the Cr(VI) photoreduction efficiency was
attributed to the suppression of the recombination of the photoexcited charge carriers on the composites, which was shown
by photoluminescence spectroscopy. Under acidic conditions, the Cr(VI) removal rate in the presence of B4C/AgFe2O4

increased to almost 99%. The Cr(VI) photoreduction efficiency decreased to 89.9% when real wastewater spiked with Cr(VI)
ions was used instead of the simulated Cr(VI) solution. It was observed that the prepared composites were reusable for the
Cr(VI) removal process and magnetically separable from the Cr(VI) solution.
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Highlights
● Highly toxic Cr(VI) was converted to less toxic Cr(III) through the photoreduction process.
● Coupling B4C with AgFe2O4 promoted the separation of the photogenerated charge carriers of the composite

constituents, providing enhancement in the CrVI photoreduction efficiency.
● Within 120 min., almost all of the Cr(VI) was removed from the aqueous solution.
● Reusable and magnetically separable composites were synthesized.

1 Introduction

Cr(VI) is known as one of the heavy metal ions found in
wastewater [1]. It is released into environment through the
wastewater of various industries such as metal plating, oil
refining, power generation, leather manufacturing, and
textile. Cr(VI) ion is highly mobile and also toxic. Cr(VI)
ion, illustrating carcinogenic and mutagenic tendencies, is
considered as a high-priority pollutant. Cr(VI) is known as a
toxic ion because it easily penetrates the living cell and
causes poisoning of the living cell [2]. Different techniques,
including microbial reduction [3], adsorption [4], chemical
precipitation [5], and membrane filtration [6], have been
applied to remove Cr(VI) ion from the wastewater. The
mentioned techniques include many disadvantages such as
large amount of chemical consumption, chemical sludge
formation as a by-product, and high treatment cost [7]. On
the other hand, Cr(III) is another stable oxidation state of
chromium. Unlike Cr(VI), Cr(III) is less toxic and it is
regarded safe in drinking water. The reduction of Cr(VI) to
Cr(III) is important for the living beings and the environ-
ment [2]. As an alternative to the mentioned techniques,
photocatalytic reduction has been found to be an efficient
and environmentally promising option as toxic Cr(VI) can
be easily reduced to less toxic Cr(III) [1, 8]. The photo-
reduction technique is highly economical and sustainable. It
requires simple and minimal processes and this technique is
devoid of sludge formation [2].

Various semiconductors, including TiO2 [9], ZrO2 [10],
CuO [11], ZnO [12], and g-C3N4 [13], have been investi-
gated as a potential photocatalyst to remove Cr(VI) from the
wastewater through the photoreduction process. However,
most of the photocatalysts, such as TiO2 and ZnO, illustrate
limited photoreduction performance owing to their poor
Cr(VI) adsorption ability. Due to their wide optical band
gap, they can adsorb a narrow part of the visible light [1]. In
addition, undesired photogenerated electron-hole recombi-
nation is inevitable to the mentioned photocatalysts.
Therefore, for the photoreduction of Cr(VI) to Cr(III), it is
important to obtain highly efficient photocatalysts with a
low recombination rate of the photoexcited charge carriers
and a wide visible light absorption range [8]. Recently, B4C,

which is a metal-free photocatalyst driven by visible light,
has attracted considerable interests. The light absorption
ability of B4C covers almost the entire visible spectrum. The
stability and abundance of B4C are seen as significant
advantages over conventional metal oxide photocatalysts
[14]. B4C can be synthesized in powder form by car-
bothermal reduction reaction of boric acid or boron oxide at
high temperatures (1500–2000 °C) or by magnesiothermal
reaction of boron oxide with Mg metal between
1000–1800 °C [15, 16]. In addition, plasma-assisted che-
mical vapor deposition method [17], molten salt-assisted
combustion technique [18], pulsed electric current sintering
technique [19], and sol-gel method [20] have been applied
to synthesize B4C in powder form. However, the mentioned
methods have several disadvantages such as expensive raw
materials, high reaction temperatures (T > 1000), complex
equipment and long reaction times [14, 18]. Apart from the
methods mentioned, B4C can be synthesized in powder
form using a polymer precursor through exothermic reac-
tions at relatively low temperatures [15, 17, 21]. In this
context, polyvinyl borate (PVB), precursor polymer, can be
synthesized using non-toxic and low-cost chemicals, and
then PVB has the potential to be converted into B4C
nanoparticles by a heat treatment. The synthesis of B4C
nanoparticles by a heat treatment of the precursor polymer
also provides the advantages of low energy consumption
and high product purity [15, 17]. It is quite important to
reduce the heat treatment temperature and to increase the
crystal purity of B4C for its potential applications like solar
energy conversion. In literature, Yan et al. (2019) succeeded
in reducing the heat treatment temperature to 850 °C using
Fe, Ni, Co, Zn, and Cu catalysts to prepare B4C nano-
particles from elemental boron and carbon [14]. On the
other hand, da Rocha and de Melo (2011) added B4C seed
crystals to the reaction medium to convert boric acid and
graphite into B4C nanoparticles through the heat treatment
process. They provided complete conversion of the reac-
tants to B4C in the presence of 2.5 wt.% B4C seed crystals at
1750 °C [22].

Due to the crystal defects and distortions in its structure,
B4C has a narrow optical band gap energy and exhibits
strong absorption in the visible light region [23]. In
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addition, the unique structure of the three-center two-elec-
tron bond and the self-induced distortion of the icosahedron
units of B4C extend the lifetime of the photoexcited charge
carriers and lowers the conduction band potential. All these
properties demonstrate the potential of B4C as a photo-
catalyst under visible light [14, 24]. Although the crystal
defects and distortions enhance the visible light absorption
ability of B4C, they can cause to form midgap energy states
within the band gap, promoting the recombination of the
photoexcited charge carriers [23]. To solve the mentioned
problem, the formation of internal electric field in photo-
catalyst through a heterojunction structure has been known
to be an effective strategy to suppress the recombination of
the photogenerated charge carriers [24]. To form an effec-
tive heterojunction with B4C, it is important to find a
semiconductor with appropriate band potentials. In litera-
ture, various semiconductors such as BiOl [25], TiO2 [26],
g-C3N4 [24], and ZnO [27] have been preferred as a pho-
tocatalyst to couple with B4C in the heterojunction struc-
ture. Silver Ferrite (AgFe2O4) is a suitable semiconductor
for the heterojunction structure in the photocatalytic process
owing to its magnetic behavior with a narrow band gap
energy [28]. It is easy to synthesize AgFe2O4 particles.
AgFe2O4 exhibits superior properties such recyclability,
reusability, eco-friendly, chemical, and photochemical sta-
bility [29]. In addition, Ag as a noble metal has been known
to be effective for promoting the separation of the photo-
excited charge carriers [30].

Although there are studies in the literature on the use of
polycrystalline ferrites such as ZnFe2O4 [31], CaFe2O4 [32],
CuFe2O4 [33], NiFe2O4 [34] and MgFe2O4 [35] for the
removal of Cr(VI) from the wastewater by the photo-
reduction process (Table 1), there is no study on the
removal Cr(VI) using AgFe2O4 as a photocatalyst. When
compared with polycrystalline ferrite photocatalysts (Table 1),
very high Cr(VI) removal could not be obtained with the
AgFe2O4 photocatalyst alone. On the other hand, there are
very few studies on the photocatalytic activity of AgFe2O4.
Nas (2021) studied the photocatalytic dye degradation
efficiency of AgFe2O4/carbon nanotube composites. He
obtained 98.5% dye (methylene blue) degradation effi-
ciency within 75 min [30]. In a different study, Singh et al.

(2021) obtained 61.2% dye (methylene blue) degradation
efficiency at the end of 60 min. with AgFe2O4, synthesized
through a novel auto-combustion technique [29]. Sanadi
and Kamble (2018) synthesized AgFe2O4 nanoparticles
using the auto-combustion technique. The percent degra-
dation of the model dye (Rhodamine-B) was 92% at the end
of 150 min [36]. In addition, Mao et al. (2022) prepared
AgFe2O4/BiFeO3 composites, which provided the dye
(methylene blue) degradation of about 99% in 120 min.
under visible light irradiation. The photocatalytic activity of
AgFe2O4 in the composite structure was higher than that of
pure AgFe2O4 due to the high recombination rate of the
photogenerated charge carriers [28]. Considering the energy
band structure, the coupling of B4C with AgFe2O4 is
expected to suppress the recombination of the photoexcited
charge carriers. In the present manuscript, B4C was prepared
through the heat treatment of a polymer precursor, polyvinyl
borate, synthesized through the crosslinking reaction of boric
acid and polyvinyl alcohol. Then, B4C and AgFe2O4 was
coupled within the composite structure though the facile
synthesis of AgFe2O4 by the auto-combustion technique in
the presence of the as-prepared B4C. Further, B4C/AgFe2O4

composites were experimented as an efficient visible-light-
driven photocatalyst for the photoreduction of Cr(VI). This is
the first report ever for the photoreduction of Cr(VI) by the
B4C/AgFe2O4 composite with a high removal rate of 98.0%
in 120min. Compared to pure polycrystalline ferrites and the
composites containing polycrystalline ferrites (Table 1),
considerably higher Cr(VI) removal was achieved within
120minutes under visible light irradiation.

2 Experimental

2.1 Materials and methods

B4C particles were synthesized through the heat treatment
of a polymer precursor, polyvinyl borate, which was syn-
thesized through the crosslinking reaction between poly-
vinyl alcohol (PVA) and boric acid (H3BO3) in a PVA/
H3BO3 molar ratio 4.2/1 [15]. 2.47 g of PVA was dissolved
in 50 ml of distilled water at 80 °C. In order to increase the
B4C crystal purity of the final product, B4C seed crystals
(5 wt%, 40-60 nm in size) were added into the PVA solution
[22]. In addition, Ni (Nickel nitrate hexahydrate) catalyst
(2.5 wt.%) was added into the PVA solution to improve the
crystallinity of the final product during the heat treatment
process [14]. On the other side, 0.795 g of boric acid was
dissolved in 50 ml of distilled water at room temperature
using a magnetic stirrer. Then, the as-prepared boric acid
solution was added into the PVA solution. The resulting
solution was kept under stirring at 80 °C for half an hour.
The resulting PVB gel was separated from its solution and

Table 1 Comparison with previous reports of polycrystalline ferrite
nanoparticles

Photocatalyst Light source Cr(VI) removal rate

ZnFe2O4/TiO2 [31] Visible light (200W) ~60% in 150 min.

CuFe2O4/CdS [33] Visible light (200W) ~60% in 250 min.

NiFe2O4 [34] Visible light (105W) ~26% in 60 min.

MgFe2O4 [35] Visible light (λ > 420 nm) ~84% in 160 min.

CaFe2O4/ZnO [32] Natural sunlight ~42% in 240 min.
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were dried in an oven at 120 °C for 24 h. The dried PVB gel
was ground into fine powders. Afterward, a heat treatment
was applied to the PVB powder. For this purpose, they were
placed in an alumina crucible and heated at 1000 °C for
3 hours in Ar flow [15]. To separate the final product from
Ni catalyst, B4C was kept under stirring in concentrated
HNO3 solution for 60 min. Then, B4C particles was filtered
and rinsed with distilled water. After drying at 120 °C, B4C
powder was obtained [14].

B4C/AgFe2O4 composites were synthesized through a sol-
gel auto-combustion technique in the presence of the as-
prepared B4C powder [36]. In detail, 0.170 g (1mmol) of
silver nitrate (AgNO3) and 0.808 g (2mmol) of iron nitrate
(Fe(NO3)3·9H2O) were dissolved in 10ml of distilled water,
including the as-prepared B4C powder. To enhance the active
surface area of the AgFe2O4 phase in the composite, 0.05 g of
poly(ethylene glycol) (PEG: 200 g/mol) as a template chemical
was added into the reaction medium. The PEG template was
supposed to convert the AgFe2O4 surface to mesoporous form
[37]. Then, 0.384 g of citric acid (C6H8O7) was added into the
resulting solution and kept stirring using a magnetic stirrer.
The pH of the resulting solution was changed to be 8.0 using
HCl and ammonia. Afterward, the as-prepared solution was
heated at 100 °C under constant stirring. After all water was
evaporated, the solution was converted into a gel. Afterwards,
the resulting gel started to burn through a self-propagating
combustion reaction and turned into a fine powder [36]. To
separate the PEG template from the AgFe2O4 phase of the
composite, the resulting powder was rinsed with distilled water
and dried at 100 °C for 24 hours. Finally, the powder was
exposed to a heat treatment at 800 °C for 60min. and B4C/
AgFe2O4 composite in powder form was obtained [29]. Pure
AgFe2O4 and the composite with different weight ratio of B4C/
AgFe2O4 (10/1, 10/2, 10/3, 10/4 and 10/5) were synthesized
following the same procedure. The composite samples were
labed as B4C/AgFe2O4(10/1), B4C/AgFe2O4(10/2), B4C/
AgFe2O4(10/3), B4C/AgFe2O4(10/4) and B4C/AgFe2O4(10/5),
respectively, depending on the weight ratio of B4C to
AgFe2O4.

2.2 Structural, morphological and optical
characterization

Fourier-transform infrared (FTIR) spectroscopy of pure
B4C, pure AgFe2O4, and the composite samples was
obtained using Bruker IFS 66/S model spectrophotometer.
X-ray diffraction (XRD) pattern of the as-prepared samples
was acquired using Rigaku Ultima IV model X-ray dif-
fractometer with monochromated CuKα radiation. The
morphology of pure B4C, pure AgFe2O4 and the composite
samples was investigated using a field emission scanning
electron microscope (FESEM, QUANTA 400F). The ele-
mental composition of the composite sample was

investigated by energy dispersive X-ray (EDX) spectro-
scopy (JXA-8230 EDX Microanalysis Instrument). The
specific surface area and pore size distribution of the as-
prepared samples were investigated through N2 adsorption-
desorption studies (Quantachrome Corporation, Autosorb-
6) using Brunner-Emmett-Teller (BET) and Barret-Joyner-
Halender (BJH) methods. The point of zero charge (PZC)
value of B4C/AgFe2O4 composite was determined using the
electrophoretic mobility method (MALVERN Nano ZS90)
with zeta potential measurement. The UV-Vis absorption
spectroscopy of the prepared samples was obtained within a
wavelength range of 200–800 nm using a UV-Vis spectro-
photometer (Genesys 10S, Thermo Scientific). The photo-
luminescence spectrum of the prepared samples was
recorded at room temperature on Jobin Yvon Florong-550
Lumina model spectrophotometer at the excitation wave-
length of 325 nm. The saturation magnetization value of
AgFe2O4 and the B4C/AgFe2O4 composites were measured
with a vibrating sample magnetometer (VSM, Cryogenic
Limited PPMS) under magnetic field at room temperature.

2.3 Characterization of the Cr(VI) photoreduction
performance

The Cr(VI) photoreduction experiment was carried out under
visible light irradiation, provided by a 300W (Osram
Ultravitalux) lamp. The simulated Cr(VI) solution (20 mg/l)
was prepared by dispersing 2 mg of K2Cr2O7 in 100 ml of
distilled water. The photocatalyst sample (50 mg) was dis-
persed in the Cr(VI) solution. Then, the solution was kept in
dark for half an hour to attain adsorption-desorption equili-
brium. Afterward, Cr(VI) solution was exposed to visible
light irradiation. The photoreduction unit was ventilated by a
fan to prevent the temperature of the Cr(VI) solution from
rising. During the visible light irradiation, 2 ml of sample was
extracted from the solution every 20min. Afterward, the
solution sample was centrifuged to separate the photocatalyst
particles from the extracted Cr(VI) solution. Then, diphe-
nylcarbazide (DPC) photometric technique was applied to the
supernatant solution to determine its Cr(VI) composition. In
detail of the DPC technique, 2 ml of the centrifuged Cr(VI)
solution was mixed with 1 ml of sulphuric acid (0.2M) and
1ml of 1,5-diphenylcarbazide (0.5% w/v). After 5 min., the
absorbance of the resulting solution (Cr(VI)-diphenylcarba-
zide complex) was measured at 543 nm using the UV-Vis
spectrophotometer [38]. The Cr(VI) photoreduction rate was
calculated using the following Eq. (1):

Cr VIð Þ photoreduction rate %ð Þ ¼ C0 � Cð Þ � 100=C0 ð1Þ

where C0 and C indicated the initial Cr(VI) concentration
and the residual Cr(VI) concentration after the photoreduc-
tion reaction [39].
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To investigate the Cr(VI) photoreduction mechanism,
potassium persulfate (1 mM) an electron scavenger and
ammonium oxalate (1 mM) as a hole scavenger were
added into the simulated Cr(VI) solution [40–42]. To
investigate the effect of the initial solution pH on the
Cr(VI) photoreduction efficiency, the pH of the simulated
Cr(VI) solution was changed between 2 and 10 using
1 mol/l HCl and 1mol/l NaOH [43]. In order to evaluate
the effect of the initial solution concentration on the Cr(VI)
removal rate, the simulated Cr(VI) solution with different
initial solutions concentrations of Cr (VI) (10, 15, 20, 25,
and 30mg/l) was prepared [44]. In addition, the B4C/
AgFe2O4(10/4) concentration was changed in the range of
0.1–1.0 g/l to examine the effect of photocatalyst con-
centration in the simulated Cr(VI) solution. To study the
ability of the photocatalyst to be reused multiple times, the
B4C/AgFe2O4 composite was recovered from the simu-
lated Cr(VI) solution using magnetic separation. Then, the
composite sample was kept under stirring in H2O2 (30%)
solution for half an hour. After rinsing with distilled water
and drying at 80 °C, the composite particles were used for
the following Cr(VI) photoreduction cycle [45]. In order to
understand the effect of the water matrix on the
photoreduction efficiency of Cr(VI), ammonium chloride
(1 g/l) and sodium sulfate (0.4 g/l) that are mostly present
in the real wastewater environment and/or commonly used
in wastewater treatment processes, were added separately
to the simulated Cr(VI) solution [45].

3 Results and discussion

3.1 FTIR analysis

Figure 1a exhibits FTIR spectrum of pure B4C, prepared
through the heat treatment of PVB polymer precursor. The
characteristic peak at 570 cm−1 and 547 cm−1 were assigned
to the C-B-C bending vibration [46]. The peaks at 644 cm−1,

715 cm−1, 884 cm−1 and 1194 cm−1 might belong to the
B–C stretching vibration [46, 47]. The presence of the peaks
belonging to the B-C and C-B-C bonds confirmed the suc-
cessful conversion of the polymer precursor to B4C [46]. The
narrow band at around 3210 cm−1 and the transmittance peak
at 1742 cm−1 were attributed to the −OH and C=O
stretching vibrations, respectively [46, 48]. In addition, the
transmittance peaks at around 1379 cm−1 and 1449 cm−1

were assigned to the B–O stretching vibration [48, 49]. There
is an additional transmittance peak at 1231 cm−1, attributed
to icosahedral vibrations of B4C [49]. PVB precursor poly-
mer was synthesized through the crosslinking reaction
between PVA and boric acid to form B–O–C bond. During
the heat treatment of PVB at around 600 °C, micron-size
B2O3 particles, dispersed in a carbon matrix, are formed.
Then, B4C particles are formed through the carbothermal
reduction of B2O3 at higher temperature (T > 1000 °C) (2)
[50].

2B2O3 þ 7C $ B4Cþ 6CO ð2Þ
The peaks belonging to the B–O stretching vibration might
arise from the B2O3 structure that could not be converted to
B4C through the carbothermal reduction reaction. However,
the absence of the characteristic peaks assigned to the C–H
and B–O stretching vibrations at 2360 cm−1 and 924 cm−1,
respectively, indicated a high conversion of the B2O3 and
carbon phases to B4C [49].

To determine the successful synthesis of AgFe2O4,
FTIR spectrum of both pure AgFe2O4 and AgFe2O4

composites prepared in the presence of B4C particles
were recorded (Fig. 1b–d). The existence of the trans-
mittance peaks corresponding to metal-oxygen bonds in
the range of 750–400 cm−1 confirmed the successful
synthesis of AgFe2O4 (Fig. 1b) [29]. The appearance of
the peak at 516 cm−1 might be caused by the stretching
vibration of the Fe-O bond [29]. In addition, the sharp-
ness of this peak indicates the degree of crystallinity. The
mentioned transmittance peak was the most intense peak
of the FTIR spectrum of AgFe2O4, indicating the success
of the AgFe2O4 synthesis. A weak transmittance peak at
1366 cm−1 indicated the presence of some residual
nitrate group in the synthesized sample [51]. The pre-
sence of the mentioned peak indicated that all of the
silver nitrate and iron nitrate were not used during the
AgFe2O4 synthesis. However, the absence of the trans-
mittance peak at 2365 cm−1 corresponding to the
stretching vibration of the C–H bond indicated that there
was no residual citric acid in the prepared sample [51].
The other peak at around 1737 cm−1 might be due to the
bending vibration of -OH molecule [51]. In addition, the
weak transmittance peak observed at 1067 cm−1 might be
due to the stretching vibration of the octahedral metal-
oxygen bond [51].

Fig. 1 FTIR spectrum of a B4C, b AgFe2O4, c B4C/AgFe2O4(10/2) and
d B4C/AgFe2O4(10/4)
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FTIR spectrum of the B4C/AgFe2O4 composites are
revealed in Fig. 1c, d. The peak at 546 cm−1 might be
originated due to the stretching vibration of the Fe–O bond
of AgFe2O4 and/or the stretching vibration of the C–B–C
bond of B4C [29, 46, 47]. Both peaks appeared to overlap at
546 cm−1. Compared to B4C/AgFe2O4(10/2), a significant
increase in the mentioned peak intensity on the FTIR
spectrum of B4C/AgFe2O4(10/4) was observed. The
observed increase in the mentioned peak intensity revealed
the dominant effect of the Fe-O bond. FTIR spectrum of
both composites exhibits the transmittance peaks at 644 cm−1,
711 cm−1, 884 cm−1, 1198 cm−1, which were attributed to
the stretching vibration of the B–C bond [46, 47]. The
transmittance peaks at 1228 cm−1 and 1373 cm−1 were
attributed to the icosahedral vibrations of B4C and the
stretching vibration of the B–O bond, respectively [49]. In
addition, the peak observed at 1449 cm−1 in the FTIR
spectrum of both composite samples might belong to the
stretching vibration of the B–O bond formed on the B4C
surface [48]. Similar to the FTIR spectrum of pure B4C,
there are transmittance peaks at 1739 cm−1 and 3208 cm−1

belonging to the C=O stretching vibration and -OH
stretching vibration, respectively [46–48]. Compared to
pure B4C and pure AgFe2O4, there are shifts in the wave
number of the transmittance peaks observed on the FTIR
spectrum of the composites, which might be due to the
interaction of the composite constituents within the com-
posite structure.

3.2 XRD analysis

On the XRD diffractogram of pure B4C (Fig. 2a), there are
diffraction peaks at 21.9°, 23.4°, 31.8°, 34.9°, 37.8°, 39.1°,
53.4°, 61.7°, 63.6°, 64.5°, 66.6°, 70.3°, 71.2°, 71.7°, and
75.3°, which might be indexed to (003), (012), (110), (113),
(021), (113), (205), (303), (125), (018), (220), (131), (223),
(312) ve (306) planes of the rhombedral B4C crystal

structure (JCPDS No. 26-232). In addition, there are a wide
diffraction peak between 20°-30° and a small diffraction
peak at 27.8°, which were attributed to the amorphous
carbon phase and B2O3, respectively [50]. The presence of
the mentioned diffractioned peaks revealed that all of the
B2O3 and carbon phases could not be converted to B4C
through the carbotermal reduction reaction [50]. The dif-
fraction peak intensities indicated that the B4C crystal
structure was successfully obtained. The mean crystal size
of the B4C particles was calculated using the Scherrer
Eq. (3) [52]:

Dp ¼ 0:94 λð Þ= βCosθð Þ ð3Þ
where Dp is the mean crystal size of the B4C particle, λ is
the X-ray wavelength, β is full width at half maximum of
the main diffraction peak and θ is the Bragg angle. The
mean crystal size of pure B4C was calculated as 28.67 nm.
On the XRD diffractogram of pure AgFe2O4 (Fig. 2b), there
are diffraction peaks at 33.2°, 35.6°, 38.1°, 44.4°, 49.5°,
54.1°, 62.4°, 64.4° ve 77.5°, indexed to (220), (310), (311),
(321), (411), (421), (313), (520) and (620) planes of the
cubic AgFe2O4 crystal structure [29]. All the diffraction
peaks of AgFe2O4 were seen on the XRD diffractogram
(Fig. 2b), indicating that AgFe2O4 was successfully
synthesized. The sharp diffraction peaks also showed that
the crystal structure was formed successfully during the heat
treatment process. The mean crystal size of AgFe2O4 was
calculated as 56.0 nm.

On the XRD diffractogram of the B4C/AgFe2O4(10/2)
composite, the diffraction peaks were observed at 22.3°,
23.5°, 31.3°, 32.5°, 34.9°, 38.1°, 44.3°, 64.4° and 77.5°
(Fig. 2c). Compared to pure B4C and pure AgFe2O4, the
characteristic diffraction peaks of the composite con-
stituents were observed slightly at different diffraction
angles, indicating possible interaction between B4C and
AgFe2O4 within the composite matrix. Although the B4C
phase constitutes the majority phase in the composite
structure, it was seen that the characteristic diffraction peaks
of AgFe2O4 (38.1°, 44.4°, and 77.5°) were more prominent.
On the XRD diffractogram of the B4C/AgFe2O4(10/4)
composite, the diffraction peaks were detected at 25.4°,
33.3°, 38.1°, 38.9°, 43.4°, 44.3°, 45.02°, 52.1°, 54.9°,
55.6°, 62.7°, 64.4°, 66.9°, 70.5° and 77.4° (Fig. 2d). A
significant increase was noticed in the intensity of the dif-
fraction peaks at 25.4° and 33.3°, belonging to B4C and
AgFe2O4, respectively. It was thought that the main dif-
fraction peaks of both B4C and AgFe2O4 at 37.8° and 38.1°
might combine (Fig. 2c, d). When the Scherrer equation
was applied to the combined peak, the mean crystal size of
the B4C/AgFe2O4(10/2) and B4C/AgFe2O4(10/4) composite
samples was calculated as 39.7 nm and 51.8 nm, respec-
tively. Increasing the AgFe2O4 phase in the composite
structure significantly increased the mean crystal size.

Fig. 2 XRD spectrum of a B4C, b AgFe2O4, c B4C/AgFe2O4(10/2) and
d B4C/AgFe2O4(10/4)
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3.3 Photoluminescence study

To reveal the effect of coupling B4C with AgFe2O4 in the
composite structure, photoluminescence (PL) spectrum of
B4C, AgFe2O4, B4C/AgFe2O4(10/2), and B4C/AgFe2O4(10/
4) were compared on Fig. 3. The main emission peak of all
samples was observed at around 370 nm. The noticed peak
was significantly reduced in the case of the composites
compared to pure B4C and pure AgFe2O4. The photo-
luminescence emission initiates from the recombination rate
of the photogenerated electron-hole pair. A decrease in the
intensity of the emission peak indicates a lesser

recombination possibility of the photoexcited carge carriers
[26]. The significant reduction in the intensity of the
emission peak belonging to the composite samples revealed
that the photoexcited electron-hole pair could be separated
vigorously at the composite interface. B4C and AgFe2O4

was coupled in the composite matrix by ensuring the con-
tact of the composite constituents to form a heterojunction
structure, leading to the separation of the photoexcited
charge carriers depending on the band energy differences of
B4C and AgFe2O4 [26]. The decrease in the recombination
rate of the photogenerated charge carriers might positively
affect the Cr(VI) photoreduction efficiency. Compared to
B4C/AgFe2O4(10/2), the B4C/AgFe2O4(10/4) composite
exhibited lower emission intensity (Fig. 3), which might
provide advantages in terms of the Cr(VI) photoreduction
efficiency.

3.4 Surface area and pore volume characterization
studies

The specific surface area and the porosity of B4C, AgFe2O4

and B4C/AgFe2O4(10/4) were investigated using N2

adsorption-desorption studies. The N2 adsorption-
desorption isotherm of the as-prepared samples was char-
acterized as Type IV according to the classification of iso-
therms proposed by IUPAC (Fig. 4) [53]. The surface area
obtained by using Brunauer-Emmett-Teller (BET) method

Fig. 4 N2 adsorption-desorption isotherm (The insets exhibit the BJH pore size distribution) for a B4C, b AgFe2O4, c B4C/AgFe2O4(10/4)

Fig. 3 Photoluminescence spectrum of a B4C, b AgFe2O4, c B4C/
AgFe2O4(10/2) and d B4C/AgFe2O4(10/4)
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were 10.6 m2/g, 7.8 m2/g and 8.3 m2/g for B4C, AgFe2O4

and B4C/AgFe2O4(10/4), respectively. The pore size dis-
tribution of the samples was illustrated on the Barret-Joyner-
Halender (BJH) plots (Fig. 4). According to the BJH plots,
the average pore size was 3.1 nm, 3.5 nm and 2.8 nm for
B4C, AgFe2O4 and B4C/AgFe2O4(10/4), respectively. In
addition, the pore volume was found to be 0.023 cm3/g,
0.041 cm3/g, and 0.028 cm3/g for B4C, AgFe2O4, and B4C/
AgFe2O4(10/4), respectively. Compared to pure B4C, there
was a decrease in the average pore size and an increase in the
pore volume of the composite sample. Materials with a pore
size between 2–50 nm are known as mesoporous [54].
According to the results, all the samples had a mesoporous
surface area. Since the Cr(VI) photoreduction reaction takes
place on the photocatalyst surface, an enhanced surface area
is important in terms of the photocatalytic reduction effi-
ciency. The specific surface area of the prepared samples
was close to each other. Hence, the effect of the surface area
on the Cr(VI) photoreduction activity was not expected to be
effective. On the other hand, the N2 adsorption–desorption
isotherm of the samples was comparable with a long first
step between P/P0= 0-0.9 (Fig. 4), indicating partial nar-
rowing of the opening of some pores during the synthesis of
the photocatalyst samples [55].

3.5 Morphological analysis

FESEM images of B4C exhibit irregular crystal structures
varied between 1–5 μm (Fig. 5a). According to the FESEM
images, B4C crystal structures were successfully obtained.
The presence of Ni catalyst and B4C seed crystals might be
the reason for the improved crystal structure obtained. On
the other hand, AgFe2O4 crystals in the range of about
1–2 μm are illustrated on the FESEM images of AgFe2O4

(Fig. 5b). FESEM images of the composites exhibit crystal
structures with a size of 1–10 μm (Fig. 5c, d). The recorded
crystal structures might belong to both B4C and AgFe2O4.
The B4C/AgFe2O4(10/2) composite had a similar micro-
structure with the B4C/AgFe2O4(10/4) composite. No sig-
nificant difference was observed on the FESEM images of
both B4C/AgFe2O4(10/2) and B4C/AgFe2O4(10/4).

3.6 UV-Visible absorption study

Figure 6 illustrates UV-Vis absorption spectrum of the as-
prepared samples. B4C exhibited light absorption in the
wavelength range of 200–230 nm, 230–560 nm, and
600–800 nm, respectively (Fig. 6a). The light absorption
ability is important for the Cr(VI) photoreduction reaction.
The incident light must be absorbed by the photocatalyst to
form the photogenerated electron-hole pairs required for the
Cr(VI) photoreduction reaction. According to the UV-Vis
absorption spectrum, B4C seemed to be suitable as a

photocatalyst for the Cr(VI) photoreduction studies in the
wavelength range of 200–800 nm. On the other hand,
AgFe2O4 exhibited light absorption in the wavelength range
of 200–220 nm, 220–270 nm, and 550-800 nm, respectively
(Fig. 6b). The UV-Vis light absorption ability of B4C and
AgFe2O4 was similar to each other. All the composite
samples exhibited high light absorption between
200–500 nm (Fig. 6c–g), implying that the B4C/AgFe2O4

composites could be utilized both as UV light and visible-
light-driven photocatalyst. Compared with pure B4C and
pure AgFe2O4, there was an increase in light absorption
between 200–500 nm for the prepared composites, which
indicated the successful coupling of B4C with AgFe2O4. In
parallel with the increase in the AgFe2O4 content of the
composite, the intensity of the absorption band observed
between 200–500 nm increased.

The Tauc Eq. (4) given below was employed to deter-
mine the optical band gap value of all samples [56]:

αhvð Þ2¼ A hv� Eg
� � ð4Þ

where α, hν, A, and Eg are the absorption coefficient, the
photon energy of incoming light, a constant and the optical
band gap value, respectively. The optical band gap value
was determined by extrapolating the straight portion of
(αhν)2 versus hν plots to the x-axis as shown in Fig. S1 [56].
The band gap value of pure B4C and pure AgFe2O4 was
found out to be 1.95 eV and 1.50 eV, respectively. In
addition, the band gap value of B4C/AgFe2O4(10/1), B4C/
AgFe2O4(10/2), B4C/AgFe2O4(10/3), B4C/AgFe2O4(10/4)
and B4C/AgFe2O4(10/5) was figured out to be 2.75 eV,
2.65 eV, 2.70 eV, 2.70 eV, and 2.75 eV, respectively. When
compared with pure B4C and pure AgFe2O4, there was an
increase in the optical band gap value of the composites.
Coupling B4C with AgFe2O4 within the composite structure
led to the optical band gap broadening, exhibiting a
blue shift.

3.7 Photoreduction of Cr(VI) to Cr(III)

Figure S2 exhibits absorbance changes of Cr(VI)-diphe-
nylcarbazide complex in the presence of pure B4C, pure
AgFe2O4, and the B4C/AgFe2O4 composites. The absor-
bance of the Cr(VI)-diphenylcarbazide complex with the
B4C/AgFe2O4 composites was lower than that of pure B4C
and pure AgFe2O4. Figure 7 exhibits the photocatalytic
reduction of Cr(VI) with time in the presence of the B4C/
AgFe2O4 composites. All the synthesized B4C/AgFe2O4

composites exhibited enhanced photoreduction performance
than that of the composite constituents. After 120 min. of
visible light irradiation, the reduction rate of pure B4C and
pure AgFe2O4 was 65.1% and 21.7%, respectively. After
120 min. of visible light irradiation, 67.1%, 77.8%, 89.1%,
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98.0% and 93.9% of the Cr(VI) was reduced by the B4C/
AgFe2O4(10/1), B4C/AgFe2O4(10/2), B4C/AgFe2O4(10/3),
B4C/AgFe2O4(10/4) and B4C/AgFe2O4(10/5) composite,

respectively. The photoreduction performance of the B4C/
AgFe2O4 composites was improved with the increasing
composition of AgFe2O4 in the composite and the

Fig. 5 FESEM images a B4C,
b AgFe2O4, c B4C/AgFe2O4(10/2)
and d B4C/AgFe2O4(10/4)
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optimized ratio of B4C to AgFe2O4 was 10/4. The nano-
sized ferrites and similar porous materials can exhibit high
adsorption of pollutants due to their high surface area. The
adsorption of Cr(VI) ions on the photocatalyst can con-
tribute to the removal of Cr(VI) from an aqueous solution
through the photoreduction technique [57, 58]. A control
experiment was performed with pure B4C, pure AgFe2O4,
and B4C/AgFe2O4(10/4) to check the effect surface
adsorption alone. According to the results of the control
experiment (Fig. S3), there was a negligible Cr(VI) photo-
reduction in the dark. The Cr(VI) removal rate in the pre-
sence of pure B4C, pure AgFe2O4, and B4C/AgFe2O4(10/4)
were found out to be 10.4%, 11.2%, and 12.9%, respec-
tively, within 120 min. This results revealed that the Cr(VI)
removal rate by the adsorption process was very low
compared to the removal rate by the photoreduction reac-
tion. It was understood that the photoreduction reaction was
dominant in the Cr(VI) removal process.

Figure 8 illustrates the proposed reaction mechanism of
the Cr(VI) photoreduction under visible light irradiation.
B4C has a more positive conduction band potential than that
of AgFe2O4 and they could form a heterojunction structure

in the composite. Under visible light irradiation, electrons of
both B4C and AgFe2O4 are excited from the valence band to
the conduction band. The photoexcited electrons of
AgFe2O4 could transfer to the conduction band of B4C and
the photoinduced holes of B4C could move to the valence
band of AgFe2O4 due to the difference between the band
potentials of B4C and AgFe2O4 [25, 30, 59] (Fig. 8). In the

Fig. 6 UV-Vis absorption spectrum of a B4C, b AgFe2O4, c B4C/AgFe2O4(10/1), d B4C/AgFe2O4(10/2), e B4C/AgFe2O4(10/3), f B4C/
AgFe2O4(10/4) and g B4C/AgFe2O4(10/5)

Fig. 7 Photoreduction rate of Cr(VI) in the presence of a B4C, b AgFe2O4, c B4C/AgFe2O4(10/1), d B4C/AgFe2O4(10/2), e B4C/AgFe2O4(10/3),
f B4C/AgFe2O4(10/4) and g B4C/AgFe2O4(10/5)

Fig. 8 Proposed photoreduction mechanism of Cr(VI) in the presence
of the B4C/AgFe2O4 composite
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photoreduction process of Cr(VI) by the B4C/AgFe2O4

composite under visible light irradiation, the photoexcited
electrons in the conduction band of both B4C and AgFe2O4

can transfer to the surface of the composite constituents,
where Cr(VI) ions are reduced to Cr(III) ions with the fol-
lowing mechanisms [60]:

B4Cþ hv ! e� þ hþ ð5Þ

AgFe2O4 þ hv ! e� þ hþ ð6Þ

Cr2O
2�
7 þ 14Hþ þ 6e� ! 2Cr3þ þ 7H2O ð7Þ

O2 þ e� ! �O�
2 ð8Þ

H2Oþ hþ ! �OHþ Hþ ð9Þ

The redox potential of the Cr2O7
−2/Cr+3 couple (1.33 eV vs.

NHE) is more positive than the conduction band position of
B4C and AgFe2O4 [25, 30, 60]. Both B4C and AgFe2O4 can
reduce the Cr(VI) ions using their photoexcited electrons. In
addition, the redox potential of the O2/O2

− couple
(−0.33 eV vs. NHE) is more positive than the conduction
band potential of B4C and AgFe2O4 [25, 30, 59]. Therefore,
oxygen molecules can also be reduced by the photoinduced

electrons of both semiconductors. On the other hand, the
photogenerated holes can migrate to the surface of the
semiconductors where they can oxidize H2O molecules to
hydroxyl (·OH) radicals. According the redox potential of
the H2O/·OH couple (2.27 eV vs. NHE), H2O molecules
could not be oxidized by the photogenerated holes of both
B4C and AgFe2O4 since the valence band potential of both
semiconductors is more negative than the redox potential of
the H2O/OH couple [25, 30, 59].

3.8 Effect of scavengers, real wastewater, and
additives on Cr (VI) photoreduction

The influence of electron and hole scavengers on the Cr(VI)
photoreduction performance of the B4C/AgFe2O4(10/4)
composite was investigated (Fig. 9a). When potassium
persulfate was added into the reaction medium, the Cr(VI)
photoreduction efficiency was found to decrease from 98.0%
to 77.1% at end of 120min. of visible light irradiation
(Fig. 9a). Potassium persulfate acted as an electron sca-
venger and might consume the photogenerated electrons in
the conduction band of both semiconductors, leading to a
reduction in the Cr(VI) photoreduction efficiency since some
of the electrons required to reduce the Cr(VI) ions were
consumed by the scavenger [40, 41]. When ammonium

Fig. 9 a The Cr(VI) photoreduction efficiency of B4C/AgFe2O4(10/4)
(i) in the absence of a scavenger, (ii) in the presence of an electron
scanvenger and (iii) in the presence of a hole scavenger; b The Cr(VI)
photoreduction efficiency of B4C/AgFe2O4(10/4) in the Cr(VI)

solution prepared using (i) distilled water and (ii) real wastewater;
c The Cr(VI) photoreduction efficiency of B4C/AgFe2O4(10/4) (i) in
the absence of an additive, (ii) in the presence of ammonium chloride
and (iii) in the presence sodium sulfate
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oxalate was added into the Cr(VI) solution, the photo-
reduction efficiency of Cr(VI) increased from 98.0% to
99.1% within 120min (Fig. 9a). This was because ammo-
nium oxalate acted as a hole scavenger and it might consume
the photogenerated holes in valence band of both semi-
conductors, leading to a suppression in the recombination of
the photoexcited charge carriers and an enhancement in the
photoreduction efficiency of Cr(VI) [41, 42].

In order to examine the effects of real wastewater
environment on the photocatalytic removal of Cr(VI), the
photoreduction of Cr(VI) experiment was also conducted in
the real wastewater solution. When using real wastewater
instead of distilled water to prepare the Cr(VI) solution, the
Cr(VI) photoreduction efficiency of B4C/AgFe2O4(10/4)
decreased from 98.0% to 89.9% (Fig. 9b). Compared to the
distilled water, there are different pollutants together with
Cr(VI) ions in the real wastewater environment. There is a
high probability of presence of coliform, pathogenic
microorganisms, anions like SO4

2−, NO3−, NO2−, Cl− and
PO4

3−, and cations like Na+, K+, Li+, and NH4
+ in the real

wastewater environment [45]. The specified pollutants
might adhere to the surface of the B4C/AgFe2O4(10/4)
composite, causing a narrowing of the surface area required
for the Cr(VI) photoreduction reaction. The pollutants
adsorbed on the surface of B4C/AgFe2O4(10/4) might
reduce the Cr(VI) photoreduction efficiency.

To understand the effect of the water matrix on the
Cr(VI) photoreduction efficiency, ammonium chloride and
sodium sulfate, commonly utilized in the wastewater treat-
ment processes, were added into the Cr(VI) solution. The
Cr(VI) photoreduction rate of B4C/AgFe2O4(10/4)
increased from 98.0% to 99.1% in the presence of ammo-
nium chloride (Fig. 9c). Ammonium (NH4

+) ion might act
as a hole scavenger and improve the Cr(VI) photoreduction
efficiency by reducing the recombination rate of the pho-
togenerated charge carriers on B4C/AgFe2O4(10/4) [45]. On
the other hand, since sulfate ions can compete with Cr(VI)

ions for adsorption at the active sites of B4C/AgFe2O4(10/
4), sulfate ion might inhibit the adsorption of Cr(VI) ions on
the composite particles [61]. The competition of sulfate ions
with Cr(VI) ions for adsorption might suppress the Cr(VI)
photoreduction. The Cr(VI) photoreduction rate of B4C/
AgFe2O4(10/4) decreased from 98.0% to 87.1% in the
presence of sodium sulfate (Fig. 9c). In addition, the pho-
toreduced Cr(III) ions in the solution can be converted back
to Cr(VI) ions through the oxidation reaction of Cr(III) with
the sulfate ion [45], which might also be the reason for the
reduction in the Cr(VI) removal rate in the presence of
sodium sulfate.

3.9 Effect of pH and solution concentration on Cr(VI)
photoreduction, reusability study

To evaluate the effect of the initial solution pH on the
Cr(VI) photoreduction efficiency, Cr(VI) removal
experiments were also conducted at pH 2, 4, 6, 8, and 10,
respectively. The Cr(VI) removal performance of the
B4C/AgFe2O4(10/4) composite was evaluated by
adsorption and photoreduction of Cr(VI). At pH 2, 4, and
6, the Cr(VI) removal rate of B4C/AgFe2O4(10/4) was
found out to be 99.1%, 98.9% vs 98.2%, respectively,
within 120 min. (Fig. 10a). Compared to the Cr(VI)
removal rate obtained with the B4C/AgFe2O4(10/4)
composite in the neutral solution (Fig. 7), there was a
slight increase in the Cr(VI) removal rate in acidic solu-
tions. At pH 8 and 10, the Cr(VI) photoreduction effi-
ciency was 88.8% and 69.2%, respectively, at the end of
120 min. of visible light irradiation (Fig. 10a). When
compared with the Cr(VI) reduction rate obtained with
B4C/AgFe2O4(10/4) in the neutral solution (Fig. 7), there
was a significant reduction in the Cr(VI) reduction rate in
basic solutions. At lower pH conditions (pH < 7), there
might be two main Cr(VI) ions, Cr2O7

2 and HCrO4-,
which could be easily reduced to Cr(III) ions through the

Fig. 10 a Effect of initial solution pH on the photoreduction rate of Cr(VI) in the presence of B4C/AgFe2O4(10/4): (i) pH 2, (ii) pH 4, (iii) pH 6,
(iv) pH 8 and (v) pH 10; b Zeta potential of B4C/AgFe2O4(10/4) as a function of pH
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following reactions [62, 63]:

14Hþ þ Cr2O
2�
7 þ 6e� ! 2Cr3þ þ 7H2O ð10Þ

7Hþ þ HCrO4� þ 3e� ! Cr3þ þ 4H2O ð11Þ

At higher pH conditions (pH > 7), CrO4
2− might be the

dominate ion in the reaction medium. CrO4
2− ions could be

reduced to Cr(III) ions according to the following reaction
[62, 63]:

CrO2�
4 þ 4H2Oþ 3e� ! Cr OHð Þ3 sð Þ þ 5OH� ð12Þ

The decrease in the Cr(VI) photoreduction efficiency at
pH 8 and 10 might be due the formation Cr(OH)3 pre-
cipication, blocking the active sites of the photocatalyst
required for the Cr(VI) removal [62, 63]. Under acidic
conditions, the dominant species in the Cr(VI) solution,
Cr2O7

2− and HCrO4−, have negative charges. According to
Fig. 10b, when the pH of the initial solution was adjusted to
2 and 4, the pH of the initial solution was below the point of
zero charge (PZC) of the B4C/AgFe2O4(10/4) composite.
Because of the positively charged of the surface of B4C/
AgFe2O4 at pH 4 and below (Fig. 10b), more Cr(VI) ions

might be adsorbed on the surface of the composite photo-
catalyst with a strong electrostatic interaction, promoting
the Cr(VI) photoreduction [45, 64]. When the pH of the
initial solution was above 7, the pH of the initial solution
was above the PZC value of the B4C/AgFe2O4(10/4) com-
posite (Fig. 10b). Under basic conditions, the dominant
Cr(VI) ions, CrO4

2− species, might have less tendency to be
adsorbed on the surface the B4C/AgFe2O4 composite, sup-
pressing the Cr(VI) photoreduction. The removal rate of
Cr(VI) reached to almost 99% at pH 2 and 4 due to the
positive synergistic effect of adsorption and photoreduction
processes of Cr(VI) ions [45, 64].

The effect of the initial solution concentration on the
Cr(VI) removal performance is important for practical
application [23]. Different initial solution concentrations of
Cr(VI) (10, 15, 20, 25, and 30 mg/l) were studied and their
results are shown in Fig. 11a. The Cr(VI) photoreduction
rate of B4C/AgFe2O4(10/4) at the intitial solution con-
centration of 10, 15, 20, 25 and 30 mg/l were 96.8%,
97.8%, 98.0%, 90.9%, and 86.9%, respectively, within
120 min (Fig. 11a). The Cr(VI) removal rates obtained with
the initial solution concentration of 10 mg/l, 15 mg/l, and
20 mg/l were close to each other. A small decrease was
observed in the Cr(VI) photoreduction rate obtained with
the initial solution concentration of 25 mg/l and 30 mg/l. For

Fig. 11 a The Cr(VI) photoreduction efficiency of B4C/AgFe2O4(10/4)
with different initial solution concentration of Cr(VI): (i) 10 mg/l, (ii)
15 mg/l, (iii) 20 mg/l, (iv) 25 mg/l and (v) 30 mg/l; b The reusability
results of the Cr(VI) photoreduction experiment in the presence of

B4C/AgFe2O4(10/4): (i) first cycle, (ii) second cycle, (iii) third cycle
and (iv) fourth cycle; c Effect of the B4C/AgFe2O4(10/4) concentration
((i) 0.1 g/l, (ii) 0.5 g/l and (iii) 1 g/l) on the Cr(VI) photoreduction
efficiency
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a fixed amount of the photocatalyst, the total available
surface area and the photogenerated charge carriers were
limited to enhance the Cr(VI) photoreduction efficiency at a
higher solution concentration [23, 64]. In addition, there
might be a decrease in the light transmittance of the Cr(VI)
solution in parallel with the increase in the initial solution
concentration, leading to a decrease in the amount of the
incident light absorbed by the photocatalyst. The specified
facts might be the reason for the observed decrease in the
Cr(VI) photoreduction efficiency at the initial solution
concentration of 25 mg/l and 30 mg/l.

The reusability of the photocatalyst is also important from
application point of view. At the end of each photoreduction
cycle, the B4C/AgFe2O4(10/4) composite particles were
removed from the Cr(VI) solution by magnetic separation
and cleaned. Then, they were utilized in the following pho-
toreduction cycle. The Cr(VI) removal rate in the presence of
the B4C/AgFe2O4(10/4) composite reduced from 98.0% to
79.9% at the fourth photoreduction cycle (Fig. 11b), which
indicated that the B4C/AgFe2O4(10/4) composite exhibited
relativelty good reusability. FTIR spectrum, XRD diffracto-
gram and FESEM images of untreated B4C/AgFe2O4(10/4)
and four times of recycled B4C/AgFe2O4(10/4) were similar
to each other (Figs. S4 and S5). There were no additional
peaks on the FTIR spectrum and the XRD diffractogram of
four times of recycled B4C/AgFe2O4(10/4). In addition, there
was no significant change in the position and the intensity of
the present peaks (Fig. S4). According to the FESEM ima-
ges, both the untreated sample and the four times of recycled
sample have similar morphology (Fig. S5). Similar peaks
belonging to B, C, Ag, Fe, and O elements are seen on the
EDX spectrum (Fig. S5). The indicated analyses confirmed
that the four times of recycled B4C/AgFe2O4(10/4) retained
its structure and surface morphology after 480 min. of visible
light irradiation. Some semiconductor photocatalysts such as
TiO2 [65] and ZnO [66] can decompose the carbon bonds
during the photocatalytic reactions depending on the intensity
of the light source and the irradiation time. The

photocatalytic decomposition effect of AgFe2O4 on B4C was
also checked by the EDX spectroscopy. However, there was
no significant difference in the peak intensity of C element on
the EDX spectrum of both untreated B4C/AgFe2O4(10/4) and
four times of recycled B4C/AgFe2O4(10/4). Limiting the
irradiation time to 2 h might also have an effect on this result
[65, 66]. Uncontrolled release of Ag ions from the photo-
catalyst into the aqueous solution is not only wasteful but
also important in terms of the EPA recommended limit of
silver ions (0.1 ppm) [67, 68]. According to the EDX spec-
trum of both the untreated B4C/AgFe2O4(10/4) and the four
times of recycled B4C/AgFe2O4(10/4), there was no sig-
nificant change in the peak intensity of the Ag element,
meaning that the uncontrolled release of Ag ions might be at
low level. In addition, the mesoporous surface structure of
the B4C/AgFe2O4(10/4) composite can prevent the Ag ions
from being released into the aqueous solution [67, 68].

The effect of the photocatalyst concentration on the
Cr(VI) removal rate was also investigated by varying the
B4C/AgFe2O4(10/4) composition in the range of 0.1–1.0 g/l.
The Cr(VI) removal rate enhanced with increasing the
photocatalyst concentration and it decreased with decreas-
ing the B4C/AgFe2O4(10/4) concentration. When the B4C/
AgFe2O4(10/4) concentration in the Cr(VI) solution was
changed from 0.5 g/l to 0.1 g/l and 1.0 g/l, the Cr(VI)
removal rate was observed to be 48.1% and 98.9%,
respectively (Fig. 11c). The noticed change in the Cr(VI)
removal rate was assigned to the availability of active sites
on the photocatalyst for the photoreduction reaction. If there
was a decrease in the quantity of the photocatalyst, the
number of active sites also decreased, leading to the
reduction in the Cr(VI) photoreduction efficiency [69].

3.10 Magnetic property

The magnetic hysteresis loop of the as-prepared samples is
exhibited in Fig. 12. The saturation magnetization values
are 35.8 emu/g, 9.8 emu/g ve 13.1 emu/g for AgFe2O4, B4C/

Fig. 12 Magnetic hysteresis loop of a AgFe2O4, b B4C/AgFe2O4(10/2) and c B4C/AgFe2O4(10/4)
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AgFe2O4(10/2) and B4C/AgFe2O4(10/4), respectively. The
relatively high value of the saturation magnetization
obtained by pure AgFe2O4 might be due to the higher
degree of crystallinity with a small amount of inert surface
layers [70]. In addition, the heat treatment process applied
following the AgFe2O4 synthesis might rearrange the dis-
tribution of the silver and iron ions in the octahedral and
tetrahedral sites, which might also be the reason for the
relatively high value of the saturation magnetization [70].
The B4C/AgFe2O4(10/4) composite with a higher AgFe2O4

composition provided higher saturation magnetization value
when compared with the B4C/AgFe2O4(10/2) composite.
According to these results, AgFe2O4, B4C/AgFe2O4(10/2),
and B4C/AgFe2O4(10/4) can be easily recycled from the
wastewater environment by magnetic separation [71].

4 Conclusion

The B4C/AgFe2O4 composites were investigated as a visible
light-driven photocatalyst for the Cr(VI) photoreduction.
All of the composites with five different B4C/AgFe2O4 ratio
were found to be effective for the Cr(VI) removal photo-
reduction, but the highest removal rate was obtained by the
B4C/AgFe2O4 ratio of 10/4. Coupling B4C with AgFe2O4

enhanced the Cr(VI) photoreduction efficiency by promot-
ing separation of the photogenerated electron-hole pairs
between the composite interface. The photogenerated elec-
trons on the conduction band of both B4C and AgFe2O4

might convert highly toxic Cr(VI) to less toxic Cr(III) ions.
The real wastewater environment affected the Cr(VI) pho-
toreduction efficiency. The removal rate decreased from
98.0% to 89.9% within 120 min. of visible light irradiation.
In addition, the additives in the water matrix, the initial
solution concentration, the photocatalyst concentration and
the initial solution pH had pronounced effect on the Cr(VI)
photoreduction efficiency. While the Cr(VI) removal rate
increased under acidic conditions, the removal value sig-
nificantly decreased under basic conditions. According to
the reusability experiments, the Cr(VI) removal rate
decreased from 98.0% to 79.9% at the fourth photoreduc-
tion cycle.
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