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In this work, the preparation, characterization and removal capabilities of a novel biomass derived BC and its

BCN nanocomposites are described. Possessing hierarchically porous structures, extremely large surface

areas and special chemical bonds, porous BCN nanosheets have demonstrated advantages in terms of

their adsorption and photocatalytic activities. The adsorption and photocatalytic activities of the as-
prepared catalysts were evaluated by the degradation of RhB. The best results exhibited 97% and 95%
decomposition of RhB which were obtained by using porous BCN-40 nanosheets within 120 min at

25 °C under UV light and visible light (>420 nm) irradiation respectively. The rate constant of the porous
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BCN-40 nanosheets for the degradation of RhB was more 16 times than that of pure h-BN. Besides, the

porous BCN nanosheets showed remarkable cycling stability, maintaining a high photocatalytic activity
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1. Introduction

Much interest has been focused on photocatalytic adsorbing
materials because of energy shortages and environmental
concerns. In China, the yield of pomelo is huge every year, and
a lot of pomelo peel (PP) is disposed of via incineration and
landfill, which causes serious environmental problems.'*®
Therefore, there are numerous more environmentally sound
methods to reuse these biomasses including PP.”

In recent years, biochar (BC) has attracted wide attention
because of the abundance of its raw materials, its simple pro-
cessing and its excellent adsorption performance. Biochar is
produced by biomass pyrolysis under hypoxic conditions and it
is one type of black carbon.®**° Biochar, is a light, black, and
fluffy substance composed of C (over 70%), H, O, and N.
Biomass-derived BC is widely considered as an adsorptive
material for decontamination because of its carboxy groups,
phenolic hydroxy groups and many other functional groups.™
As we all know, water pollution is an unavoidable environ-
mental problem that human beings have to confront, because
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up to 94% after 5 cycles. Furthermore, the degradation mechanisms of RhB and the photocatalytic
mechanism have been explained in this paper.

the manufacture of daily necessities produces a large amount of
toxic wastewater, which poses a big threat to human health and
the ecological balance. Therefore, in this research, we show that
PP can be used as a precursor of biochar.

In this context, photocatalytic technology cannot be ignored
to solve these problems. Traditional photocatalysts are usually
metal oxide materials, such as TiO,, ZnO, CdS and MnQO,.">™**
Unfortunately, the band gaps of these metal oxide photo-
catalysts are generally wide, and can only respond to the shorter
wavelengths of visible light or ultraviolet light. Besides, the
metal oxide photocatalysts have poor chemical stability and are
extremely vulnerable to corrosion, which may cause secondary
pollution. Nowadays, the study of non-metal semiconductor
photocatalysts has become a hot topic in the field of effective
photocatalysis.’*>' Boron nitride (BN) is called “white gra-
phene” due to its similarities to graphene; it consists of
a honeycomb structure of covalently bound boron and nitrogen
atoms.”* It has unique electronic features with a wide band gap
of up to 5.5 eV, can be applied as a deep-ultraviolet-light emitter
and can be a perfect substitute for graphene based devices.”>*
It could be a promising support material for catalysts due to its
remarkable properties, including an extremely high antioxidant
capacity, good chemical inertness, high thermal conductivity,
high melting point and high surface area.”*?* Although BN is
not commonly considered as a proper material for photo-
catalysis and other photo-voltaic conversion applications, it can
form boron carbon nitride (BCN). C-doped BN, so-called ternary
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Scheme 1 Schematic illustration for the preparation of BC, BN and BCN.

BCN compounds can form many structures such as nano-
tubes,* nanosheets,* nanoporous structures,* fibres,* etc.
BCN contains a tunable medium band gap, a large specific
surface area, and a surface rich in O-containing groups, unfor-
tunately, research remains in its infancy on its synthesis and
photocatalytic performance.**

In this research, a facile novel synthesis method will be used
to prepare the decontamination material, biomass derived BC
modified BN, which produces a ternary structure of porous BCN
nanosheets at low temperatures (as shown in Scheme 1). It has
both adsorptive and photocatalytic capabilities for the decon-
tamination of organic and inorganic pollutants.

2. Experimental

2.1. Materials

Boric acid (H3BO;, Chengdu, China), melamine (Chengdu,
China), pomelo peel (collected from a fruit market, Mianyang,
China), TiO,, rhodamine B (RhB), and ethanol. All the reagents
were of analytical grade and were used as received without
further purification.

2.2. Synthesis of BCN-x

Typically, boric acid and melamine with the molar ratio 4 : 1
were dissolved in 40 mL of ultrapure water, after that, the mixed
solution was stirred at 80 °C to allow complete reaction, this was
then cooled to room temperature to obtain a white flocculent
precursor, which was filtered and dried. The precursor (2.0 g)
and a certain amount of processed PP powder were fully ground
with an agate mortar. Then the mixed precursor was put into an
alumina crucible and heated in a tube furnace to 900 °C for 4 h
under a N, atmosphere. Finally, the as-prepared samples were
washed with 0.1 M HCl and dried in an oven. The resulting final
catalysts were designated BCN-x, where x (10, 25, 40, and 60) is
the percentage weight content of PP to white flocculent

21906 | RSC Adv., 2018, 8, 21905-21914

precursor. When the PP was zero, the synthesized sample was
denoted as BN. BC was directly calcined by PP.

2.3. Photodegradation and adsorption experiments

The experiments were carried out using a 350 W GYZ220 xenon
lamp (China) with a cut-off filter of 420 nm and an 18 W UV
lamp (365 nm, China) as the irradiation source at 25 °C. Cata-
lysts (0.05 g) were added into 200.0 mL of organic dye (0.02 g
L’1) solutions in a beaker, respectively. Before irradiation, the
mixed solution was put in a completely dark environment for
30 min with magnetic stirring to achieve an adsorption/
desorption equilibrium between the dye and photocatalyst.
Finally, the photocatalytic system was exposed to UV light and
visible-light. During the reaction, vigorous agitation was per-
formed to ensure uniform irradiation of the catalysts. The
adsorption experiments were the same as the photodegradation
experiments except without irradiation. These took place in
a wholly dark environment.

The degradation and adsorption efficiencies of the organic
contaminant are measured by using a UV-vis spectrophotom-
eter to detect the absorbance at their maximum absorption
wavelength (1 max).*® The ability of the catalysts would be
defined by measuring the degradation efficiency of dye Q, which
is defined by the following representation:*

0 = (C - Co)/C x 100% = (A4 — Ag)lA x 100% (1)

where C is the initial concentration when the adsorption/
desorption equilibrium is achieved, C, is the concentration at
the desired time interval, A and 4, are corresponding values of
absorbancy. Besides, to investigate the radical scavengers,
inhibition tests on porous BCN nanosheets were carried out. BQ
(0.20 mM) is the scavenger for the superoxide radical, tert-
butanol (0.20 M) is adopted to quench the hydroxyl radical, and
TEOA (0.10 M) is used to explore the hole radical.***”

This journal is © The Royal Society of Chemistry 2018
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2.4. Stability testing of the photocatalysts

To evaluate the stability of the porous BCN nanosheets, a recy-
cled usage experiment was designed. The porous BCN-40
nanosheets (0.25 g L") were suspended in an aqueous solu-
tion of RhB (0.02 g L") in a beaker, which was irradiated under
an 18 W UV lamp for 120 min. The samples were centrifuged,
washed with distilled water and ethanol, dried in an oven at
80 °C and then collected. The reaction was re-initiated using
reused BCN-40, a fresh solution of RhB for the second cycle, and
then as previously described. This process was repeated up to 5
times.

2.5. Material characterization

The samples were initially measured by Fourier transform
infrared (FT-IR) spectroscopy (5700, Japan) and X-ray diffraction
using an X-ray diffraction (XRD) analyzer with Cu-Ko radiation
(X’Pert PRO, PANalytical). The surface chemical composition of
the samples was measured by X-ray photoelectron spectroscopy
(XPS), using a Perkin-Elmer model PHI 5600 XPS system. The
infrared spectra of the samples were recorded on a Spectrum
Spotlight FT-IR Imaging System (PerkinElmer Spectrum One).
Ultraviolet visible (UV-vis) diffuse reaction spectra (DRS) were
recorded on a UV-vis spectrophotometer (Solidspec-3700,
Japan) in the range of 200-800 nm. The more detailed struc-
tural information was determined using a field emission scan-
ning electron microscope (FE-SEM, Libra 200), a transmission
electron microscope (TEM) and a high-resolution transmission
electron microscope (HRTEM, Tecnai F20, FEI). The specific
surface area was determined with the BET equation using an
adsorption apparatus (NOVA 3000).

3. Results and discussion

3.1. FT-IR and XRD analyses

To confirm the functional groups present in h-BN, BC and
porous BCN nanosheets, FT-IR spectra were recorded. In
Fig. 1(A), the pattern for pure BN revealed a peak at 806 cm ™"

which can be assigned to the out-of-plane bending vibration of
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Fig. 1
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the B-N-B bond.* The peak at 1385 cm™ " belongs to the B-N in-
plane stretching vibration. This is consistent with the sp®
replacement of h-BN. The peak at 3437 cm ™' and the shoulder
around 2972 cm ™" can be attributed to the stretching modes of
the O-H and N-H groups.*** With biochar, the shoulder peaks at
1071 cm ™%, 1251 em ™! and 1624 cm ™}, are attributed to the C-
OH, C-N and C=N stretching modes, respectively.** These
functional groups play key roles in the absorption-activation of
organic and inorganic molecules. Increasing the amount of bio-
char narrows the peak of the B-N stretching vibration, along with
a slight shifting of the peak for the B-N-B bond to lower angles.

The structures of the samples were investigated using XRD,
and the XRD spectra are exhibited in Fig. 1(B). Without biochar,
there are three peaks for h-BN at 26.7°, 41.6° and 76.0° in the
spectrum, corresponding to the (002), (100) and (110) planes of
the h-BN phase (JCPDS no. 34-0421), among which the strongest
plane is the (002) plane. The (002) crystal plane proves the
existence of a layered structure in h-BN. With biochar, all
samples feature XRD peaks that are similar to the main peaks of
h-BN, and increasing amounts of biochar broadens the peaks,
along with significantly decreasing the intensities of the (002)
and (100) diffraction peaks. A slight shift of these peaks to lower
angles is seen. This demonstrates the doping of carbon into the
h-BN lattice, forming ternary B-C-N alloys.

3.2. Morphology

As shown in Fig. 2, the morphology of the porous BCN-40
nanosheets was investigated using FE-SEM and high resolu-
tion TEM (HRTEM). The representative FE-SEM images show
that the porous BCN-40 nanosheets have perfectly ultrathin
lamellar structures with numerous pores in Fig. 2(A). It can be
observed that the morphology of the porous BCN-40 nanosheets
is quite different to h-BN or BC. It is composed of ~10 stacked
layers with many pores. The average thickness of BCN-40 is 3-
4 nm, and this size range is particularly interesting for opto-
electronics as the exciton and charge diffusion length.*> The
HRTEM image of the porous BCN-40 nanosheets sample reveals
that the interlayer crystal lattice spacing of the porous BCN
nanosheets is 0.33 nm, slightly smaller than that of h-BN (0.34
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(A) FT-IR and (B) XRD spectra of h-BN, BC, and porous BCN nanosheets.
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Fig. 2

nm),* which is consistent with the XRD results. The results
show that the C is doped into the h-BN lattice.*>** The element
mapping of the porous BCN-40 nanosheets (ESI Fig. 11) proves
the homogeneous distribution of B, C and N elements in the
ternary porous BCN-40 nanosheets.

3.3. XPS analysis

To detect the chemical states of the porous BCN nanosheets,
XPS spectra were acquired, which indicate that the four
elements of B, C, N, and O exist in porous BCN-40 nanosheets as
shown in Fig. 3(A). The main binding energy of B 1s in Fig. 3(B)
is centered at 190.9 eV, in which boron is surrounded by
nitrogen atoms.* The other peaks of B 1s are at 192.6 eV and
189.9 eV, which can be assigned to B-O and B-C bonding,
respectively. The spectrum of C 1s in Fig. 3(C) can be decon-
voluted into three single peaks, and the main peak at 284.8 €V is
ascribed to C=C bonds, which can correspond to the C=C
bonds in graphite. The peaks at 286.3 eV and 283.5 eV can be
ascribed to C-N and C-B bonds. The N 1s spectrum of the
porous BCN-40 nanosheets is illustrated in Fig. 3(D). The
dominant peak located at 398.7 eV agrees with the N 1s electron
binding energy of the N-C bond. The N-B bonds can also be
observed at 397.2 eV. The peak at 399.9 eV corresponds to the
N-H bonds, which may also be necessary for edge termination
and the reduction of the ammonia atmosphere. So, the above
results are fully consistent with the characteristic peaks of
BCN.* Besides, to better determine the composition and
structure of BCN, the XPS spectra of pure BN and BC are also
shown in ESI Fig. 31. The B 1s and N 1s spectra show main
binding energies at 190.5 eV, and 398.2 eV, which illustrate
a typical crystalline structure related to h-BN and clear BN
bonding. The core-level C 1s XPS spectrum of BC shows the
presence of various carbon groups such as graphitic carbon
(284.6 eV), and carbon nitride (286.5 eV). It can be observed that
not only do the porous BCN-40 nanosheets include all electron

21908 | RSC Adv., 2018, 8, 21905-21914

(A and B) FE-SEM images of BCN-40, (C) TEM image of BCN-40,

and (D) HRTEM image of BCN-40.

binding energies but they also increase the vital binding ener-
gies such as for the C-B bond by comparison, which can
confirm the formation of BCN by C doped BN once again.

3.4. UV-vis DRS

To evaluate the optical absorption ability of the as-synthesized
porous BCN nanosheets, the DRS spectra give more informa-
tion regarding the impact of the presence of carbon on h-BN.
The BC made as such is a typically strong adsorbent for light
of all wavelengths. As shown in Fig. 4(A), although the h-BN
made as such is a representative insulator as discussed in the
introduction, the absorption wavelengths of the porous BCN
nanosheets gradually red-shift as the amounts of BC are
increased. The long absorption tails in the DRS spectra are
caused by the presence of intraband impurity transitions
potentially, especially for BCN-60. The band gap energy is
designated by the Kubellka-Munk function, as per the following
equation:

ahv = A(hy — Eg)'" (2)

where « is the absorption efficient, %z represents Planck’s
constant, v is the radiation frequency, and 4 is a constant.*® In
Fig. 4(B), we obtain a linear plot for (ahv)? versus hv whose
slope is the band gap value.*® For the porous BCN nanosheets,
the band gaps of the BCN-10, BCN-25 and BCN-40 samples were
reduced with increasing amounts of BC, and they showed well-
defined absorption edges, revealing their capability to utilize
visible and UV light.

3.5. N, adsorption analysis

To investigate the inner structure of the samples, the N,
adsorption/desorption isotherms were determined (see Fig. 5).
The BET surface areas of the samples are shown in ESI Table 1,}
which shows many differences. The surface area of h-BN is very

This journal is © The Royal Society of Chemistry 2018
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Fig. 3 XPS spectra of the porous BCN-40 nanosheets: (A) survey spectra, (B) B 1s region, (C) C 1s region, and (D) N 1s region.

small, only 2.99 m® g, and the surface area of BC is little
higher than h-BN. Fortunately, the surface areas of the porous
BCN nanosheets obviously increase following the increasing
total pore volume. They can cause much higher adsorption and
photodegradation performances.

3.6. Adsorption and photocatalytic activity

3.6.1 Adsorption of RhB. The adsorptive behavior of the
BC, porous BCN nanosheets and h-BN composites was

(A)

F(R)

BCN-10
h-BN

N

— T v
250 300 350 400 450 500 550 600
Wavelength (nm)

Fig. 4

This journal is © The Royal Society of Chemistry 2018

investigated using a cationic dye (RhB). As shown in Fig. 6(A),
the adsorption of RhB by the ternary porous BCN nanosheets
was realised. The capability of pure h-BN for the uptake of RhB
is very weak. However, the samples clearly exhibit much better
adsorption capabilities with the BC incorporated, and the
removal percentages of RhB on BCN-10, BCN-25, BCN-40, and
BCN-60 are gradually increased. The BCN-60 sample shows the
best adsorption rate and capacity (30 wt%), and this sample has
the highest percentage of PP (60 wt%). Compared with

(B)

(F(RyE)

ZE A
24eV /7 7 ;7 278cV
— 7T —— T T T T
20 22 24 26 28 3.0 32 34 36 38 40
hv (V)

(A) UV-vis (DRS) spectra of the photocatalysts and (B) Tauc plot of the as-prepared photocatalysts.

RSC Adv., 2018, 8, 21905-21914 | 21909


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c8ra03689f

Open Access Article. Published on 14 June 2018. Downloaded on 1/15/2026 5:01:45 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

80

304

Volume Adsorbed @STP (cm’/g)

20
== === === -
10-““‘:::::::¢ —or—?
P — —
0.0 0.2 0.4 0.6 0.8 1.0

Relative pressure (P/P))

Fig. 5 N adsorption—desorption isotherms of the BC, porous BCN
nanosheets and h-BN samples.

a commercial activated carbon, as shown in Fig. 6(B), the
ternary BCN still showed superior adsorption performance.
According to the zeta potential measurements in ESI Table 2,
the as-prepared samples basically presented negatively charged
surfaces. The negatively charged surfaces of the samples favor
the adsorption of cationic dyes via electrostatic attraction.*>°
For the cationic RhB dye, the electrostatic attraction was obvi-
ously stimulated and a higher adsorption capacity was antici-
pated. The introduced functional groups from the BC (as
mentioned in Fig. 1), can increase the adsorption capability of
the porous BCN nanosheets further.

The adsorption capabilities of the porous BCN nanosheets
can be evaluated using the following equation:

VXACi

qe = o 3)

where g. represents the specific adsorption capacity (mg g~ ') of
the catalyst on the RhB, AC; (mg L") is the decline in concen-
tration by adsorption processes, V (L) represents the volume of
the reaction solution and m (g) represents the mass of catalyst.
It is calculated that the adsorption capacity of the pure h-BN is

(A)
1.05
—a—h-BN
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Fig. 6
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only 11.2 mg g '. Compared with the h-BN, the adsorption
capacities of the porous BCN nanosheets are in the range from
14.4 mg g ' to 24 mg g ', and the BC in the porous BCN
nanosheets represents an inferior capability for RhB
adsorption.

3.6.2 Photocatalytic performance of porous BCN nano-
sheets. Fig. 7 demonstrates the photo-degradation process of
RhB in the presence of the porous BCN nanosheets, and
provides a distinct comparison between the pure h-BN and
porous BCN nanosheets with different amounts of BC. Relative
to the adsorption process in the dark, the decolorization is
clearly enhanced for the porous BCN nanosheets under UV and
visible light irradiation conditions. As shown in Fig. 7(A), the
pure h-BN sample achieved only a 19% decolorization after
irradiation for 120 min. Notably, the porous BCN nanosheets
exhibited much higher decolorization efficiencies compare to
pure h-BN, indicating that the BC amount has an important
impact on the photocatalytic activity of BCN. When the BC
amount was increased to 40 wt%, the porous BCN nanosheets
exhibited the best photocatalytic performance, which is a high
degradation efficiency of 97% within 120 min under UV light
irradiation. Nevertheless, the photocatalytic ability of porous
BCN nanosheets slightly decreased when the content of BC
increased to 60 wt%. This demonstrates that excess amounts of
BC may cover the active sites on the porous BCN nanosheets,
thereby causing an unfavourable effect on the generation of
charges from BCN. It is desirable to design visible-light-driven
photocatalysts. Here, the porous BCN nanosheets (40 wt%)
still display high degradation percentages up to 95% for RhB
under visible light irradiation (>420 nm), as shown in Fig. 7(B).
The porous BCN nanosheets were also applied to the degrada-
tion of phenol. As shown in ESI Fig. 2(B),} the degradation
percentage of phenol can be up to 89% with porous BCN
nanosheets (40 wt%) during the visible light irradiation process.
However, only 13% of the phenol was degraded by pure BN
under the same conditions. The superior photocatalytic activity
of porous BCN nanosheets compared to that of pure BN for both
RhB and phenol degradation under visible light irradiation
firmly demonstrates their visible-light-driven characteristics,
presenting the great potential of these novel hybrid nanosheets.

B)
L0

0.9

< 084

—a—BC —e— Commercial carbon

0.7

0.6

¥ T v T v T v T v T
0 20 40 60 80 100 120
Time / min (RhB)

(A) Adsorption of RhB with h-BN, and porous BCN nanosheets; (B) commercial activated carbon and BC.
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Fig. 7 Photodegradation of RhB by catalysts under different light sources, (A): UV light and (B): visible light.

For comparison, the photocatalytic performance of BCN-40
is compared to other semiconductor photocatalysts. As shown
in ESI Fig. 2(A),f blank and comparative experiments were
carried out. The results indicate that the self-degradation of
RhB could be disregarded under irradiation and that the pho-
tocatalytic capability of porous BCN-40 nanosheets is higher
than that of g-C3N, and TiO,. The comparisons of the photo-
catalytic activities of the porous BCN nanosheets with other
semiconductor photocatalysts previously reported for the pho-
tocatalytic degradation of RhB are listed in ESI Table 4. All
results show that porous BCN nanosheets have a good effect on
the decomposition of pollutants.

The kinetic study was analysed using the kinetic model
proposed by Langmuir-Hinshelwood following the
equation:***%*>

—In(co/c) = kt (4)

where ¢ is the initial concentration of RhB before irradiation, c,
is the concentration of RhB after irradiation in the expected
time interval, ¢ is the irradiation time, and k is a rate constant.
From ESI Fig. 4,7 we can observe a linear relationship between
—In(c/co) and ¢, which indicates that the degradation of RhB fits

first-order kinetics well following irradiation with UV and
visible light. And it can be seen that BCN-40 exhibits the highest
rate constant (0.02905 min ), which is almost 16 times higher
than that of pure h-BN (0.00176 min~ ') in ESI Table 3.7 This is
attributed to the larger surface area and preferable photo-
catalytic efficiency among the porous BCN nanosheets.

3.6.3 Stability of the photocatalysts. A quite important
practical aspect for porous BCN nanosheets is their recovery
ability.*® To test the stability of BCN-40, recycling experiments
were done. As shown in Fig. 8(A), the degradation efficiency of
RhB decreases gradually after several cycles because either part
of the catalyst is lost during each cycle or some of the active sites
on the surface of BCN-40 may be covered by RhB. Fortunately, it
is clear that the recycled BCN-40 can still maintain its excellent
photocatalytic activity after being reused 5 times. The degra-
dation rates following reuse are 98%, 97%, 96%, 95% and 94%
within 120 min, respectively. Moreover, the unirradiated porous
BCN nanosheets and the porous BCN nanosheets following the
5th cycle of photocatalytic experiments were characterized by
XRD analysis (Fig. 8(B)). It can be seen that the phase of the
recycled BCN-40 composite shows almost no obvious discrep-
ancies compared to the fresh one. It is demonstrated that the

(B)

e,

Used sample

Fresh sample

intensity (a.u.)

L T
240 360
Time (h)

Fig. 8
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(A) Photodegradation of RhB by the recycled BCN-40 photocatalyst. (B) The XRD pattern of the fresh BCN-40 sample and used sample.

RSC Adv., 2018, 8, 21905-21914 | 21911


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c8ra03689f

Open Access Article. Published on 14 June 2018. Downloaded on 1/15/2026 5:01:45 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

porous BCN nanosheets are robust and stable photocatalysts.
The good recyclability results from the persistence of the pho-
toactivity of the recycled photocatalyst.

3.6.4 Radical trapping experiments. Research using radical
scavengers is necessary to understand photocatalytic processes.
As can be observed in Fig. 9, the probing through radical trap-
ping control experiments during the reaction over BCN-40 was
carried out. It can be shown that the RhB degradation activity of
BCN-40 is severely restrained in the presence of TEOA. Besides,
BQ has a suppressive effect on the photocatalytic performance
and tert-butanol only suppresses it to a small extent. The results
show that holes play a primary role in the photo-degradation
experiments.

3.7. Mechanism of the improved photocatalytic activity of
porous BCN nanosheets

Resulting from their high BET surface areas, the porous BCN
nanosheets show excellent photocatalytic activities for RhB
degradation. The high BET surface areas are of benefit for the
prevention of porous BCN nanosheet aggregation, which can
endow the photocatalysts with remarkable cyclability.*® Besides,
as shown in Fig. 5 and 6, the higher BET surface areas of porous
BCN nanosheets with stronger adsorption abilities can be
observed. It is essential to enable the adsorption ability as it is
photoinduced reaction species that are dominantly located on
their surfaces, which can leave vacancies for RhB adsorption
when the adsorbed RhB is gradually degraded during the pho-
tocatalytic process. The second factor is the new actively
chemical bonding species such as B-N, C-N and C=N after
incorporation of BC resulting in conjugate structure changes.
As shown in Fig. 3, the porous BCN nanosheets exhibit nar-
rowed band gaps, caused by energy rearrangements during the
synthetic processes, so these novel photocatalysts are created
with highly efficient light-driven characteristics. In addition, the
free radicals on the surfaces are essential for degradation of
RhB, as per the following equations:

1.0
0.8+
0.6
Q@
© 0.4
1—=— Blank
0.2 4—e—TEOA (0.10 M)
J——BQ (0.02 mM)
0.0 —&— T-butanol (0.20 M)
" |—+—BCN-40
v ] v ] ¥ I * L} L I
0 20 40 60 80 100 120
Time (min)
Fig. 9 Inhibition effects of different radical scavengers on the

decolorization of RhB: BCN-40 catalysts.
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Fig. 10 Structural effects and photodegradation mechanism of RhB
over porous BCN nanosheets under irradiation.

BCN+ /v — h" +e” (5)
Oy +e” = Oy7 (6)
0, +e +°"OH - H,0, 7)
H,0, — "OH (8)

‘OH(0,' ") + dyes — degraded or mineralized products (9)

h* + dyes — degraded or mineralized products (10)

As shown in Fig. 10, according to the results of the radical
trapping experiments and the above analysis, the overall reac-
tion mechanism and process for RhB photocatalytic degrada-
tion over the BCN under light irradiation is shown
schematically. The RhB photocatalytic degradation proceeds via
(i) deethylation under the effect of (h"); (ii) breaking of the RhB
central aromatic ring and then the side aromatic rings by the
'OH/O, "~ from the porous BCN nanosheets; (iii) formation of
degraded or mineralized products.®*

4. Conclusion

In summary, we demonstrate that waste biomass can be con-
verted into BC as a carbon source to prepare porous BCN
nanosheets at temperatures as low as 900 °C, which not only
exhibited high adsorbability (30% adsorbed) but also showed
a remarkable photodegradation ability (97% degraded). The
BET showed that the BCN nanosheets have a larger specific
surface area. UV-vis diffuse reflectance spectra reveal that the
absorption edges of the porous BCN nanosheets are adjusted by
changing the amount of BC. The porous BCN nanosheets
retained their decontamination capability with only a 4% drop
in the photodegradation ability observed for porous BCN
nanosheets even after 5 cycles of operation. This method for
converting waste biomass into BC not only offers new insights
for the design of advanced metal-free photocatalysts such as
porous BCN nanosheets, but also stimulated us to realize
a value-added utilization of waste biomass from nature and the
structure-introduced functions endowed by nature, which are of
profound significance in achieving efficient environmental
protection.

This journal is © The Royal Society of Chemistry 2018
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