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Abstract: Design and construction of double heterojunction is favorable to improve the separation and
migration efficiency of photogenerated carriers, thus preferably solve the problems of environmental
pollution and energy crisis. Herein, TiO, nanoparticles (NPs) are in-situ grown on highly conductive
Ti3Cy nanosheets via low-temperature hydrothermal strategy, and then black phosphorus quantum
dots (BPQDs) are introduced on the surface of TiO, NPs. Under hydrothermal temperature 120 °C,
the BPQDs/Ti3C,@TiO, photocatalyst exhibits remarkable enhanced photocatalytic degradation of
methyl orange (MO) and hydrogen evolution reaction (HER) compared with BPQDs/Ti3C, and
TizC,@TiO, composites. Enhanced photocatalytic activity can be attributed to (i) the BPQDs with
tunable bandgaps are deposited on the TiO, NPs to form intimate heterojunction, which facilitates
the electrons transfer from the conduction band (CB) of BPQDs to the CB of TiO,; (ii) the electrons
quickly migrate from CB of TiO; NPs to the TizC, nanosheets with excellent electronic conductivity
via electron transfer channel, which is beneficial to prolong the lifetime of electrons and hinder the
recombination of photogenerated carriers; (iii) the enhanced visible light absorption and enlarged
specific surface area of BPQDs/Ti3C,@TiO; further accelerate the photocatalytic reaction. This work
emphasizes the essential role of quantum dots in the construction of double heterojunction and the
potential application of Ti3C; MXene for improving photocatalytic activity.

Keywords: double heterojunction; photocatalytic degradation; hydrogen evolution reaction;
charge transfer

1. Introduction

Over the past few years, the solution of environmental pollution and energy crisis is inseparable
from the progress and development of photocatalytic technology [1,2]. Since Fujishima discovered the
phenomenon of water decomposition in 1972, titanium dioxide (TiO,) has become the most widely
used semiconductor photocatalyst with non-toxicity, low cost, and strong stability [3,4]. Nowadays,
the rapid recombination of photogenerated electrons and holes is the primary factor limiting the
application of TiO; [5]. Researchers increase the separation time of photogenerated carriers by changing
the band gap of TiO, [6-8]. In addition, the establishment of heterojunction can also effectively hinder
the recombination of photocarriers, thus improving photocatalytic activity [9-14].

Recently, the TiO; coupled with two-dimensional (2D) layered materials has been proven to
effectively prolong the separation time of photogenerated electrons and holes [15]. The excellent

Nanomaterials 2020, 10, 452; d0i:10.3390/nano10030452 www.mdpi.com/journal/nanomaterials


http://www.mdpi.com/journal/nanomaterials
http://www.mdpi.com
http://dx.doi.org/10.3390/nano10030452
http://www.mdpi.com/journal/nanomaterials
https://www.mdpi.com/2079-4991/10/3/452?type=check_update&version=2

Nanomaterials 2020, 10, 452 2 of 15

electrochemical performance, outstanding chemical stability, and numerous hydrophilic surface
functionalities of two-dimensional (2D) layered MXene can be obtained from MAX phase, which
have attracted more and more attention since it was discovered by Barsoum et al. in 2011 [16-20].
The heterojunction of 2D Ti3C, MXene can be constructed by strong interface contact between
layered structure and semiconductors [21-23]. The strong physical and electronic coupling between
heterojunctions greatly promotes the separation and migration of photogenerated electron-hole
pairs, reducing the recombination efficiency of holes and electrons, thus effectively enhancing the
photocatalytic performance [24,25].

As reported, 2D TizC, MXene layered materials exhibit amazing effects on promoting
photocatalytic performance of CO; reduction reaction, hydrogen production, and organic compounds
degradation [26,27]. For example, TizCp-OH/P25 composites exhibit excellent photocatalytic activity of
CO; reduction, which can be attributed to the effective charge-carrier separation [28]. The TiO,/Ti3Cp
MXene composite has synthesized successfully by Yu et al. through calcination method, confirming the
excellent photocatalytic CO, reduction performance of TiO; in-situ growth on TizsC, MXene surface [29].
Superior conductivity and high efficiency of charge separation and transfer greatly enhance the
hydrogen production performance of the g-C3Ny4/TizC, samples [30]. Whereas, the structure of TisC,
MXene can be destroyed under overtop reaction temperature and transformed into TiO, [29]. Therefore,
the structure stability of Ti3C, tends to be increased under lower reaction temperature, which enables
Ti3C; play a better role in electron transfer of photocatalytic reaction.

Especially, the Ti3C,@TiO,@MoS; composite shows remarkable enhancement in the photocatalytic
H; reaction, which is attributed to the construction of dual-carrier-separation heterojunction [31].
The InySsz/anatase TiO,@metallic TizCoTx MXene hybrids reveal significantly enhanced photocatalytic
degradation of MO due to the build type-II heterojunction and Schottky junction with favorable charge
transfer [32]. It can be noted from the previous results that Ti3Cp-based composites with double
heterojunction is favorable for the separation and transfer efficiency of photogenerated carriers [31-33].
However, it is difficult to establish a perfect contact interface between large-scale materials, thus
increasing the barrier of electron transfer at the interface [34]. There is an urgent need to find small-size
materials to overcome these problems.

Zero-dimensional black phosphorus quantum dots (BPQDs) with unique photophysical and
electrochemical properties can be prepared by liquid exfoliation method from bulk black phosphorus
(BP) [35]. The good stability, strong light absorption, and high photoluminescence quantum yields
of BPQDs have been utilized as fluorescent probes, lithium storage, and organic photovoltaics
(OPVs) [36-38]. BPQDs have the characteristics of tunable bandgaps, which can be extended to nearly
3 eV, making it a promising candidate in the visible-light-responsive photocatalysts [39]. Moreover,
contact interface is more easily constructed by small-size quantum dots than large-size materials in
heterojunction system, which is beneficial for the transfer of photogenerated electrons and enhancement
of the visible light absorption [34].

In this work, novel BPQDs/Ti3C,@TiO, photocatalysts are prepared by low-temperature hydrothermal
reaction. The BPQDs/TizC,@TiO, samples exhibit significant enhancement on photocatalytic degradation
and photocatalytic hydrogen evolution reaction under visible light irradiation. The structure, morphology,
surface chemical state, optical and electrochemical properties are revealed. Especially, the double
heterojunction structure is constructed among BPQDs, anatase TiO, nanoparticles, and Ti3C, nanosheets,
promoting the rapid transfer of electrons in the charge transfer channels, which is beneficial to the significant
enhancement of photocatalytic activity. Finally, the possible enhanced photocatalytic performance
mechanism is proposed based on the experimental results, which demonstrates that BPQDs and
Ti3C,@TiO, composites have potentially applied in photocatalytic systems.
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2. Materials and Methods

2.1. Materials

Tiz AlIC; MAX powders (>98 wt % purity) are purchased by Shanghai Yuehuan Co., Ltd. (Shanghai,
China). Hydrofluoric acid, ethanol, and methylene orange (MO) are purchased from Guoyao Chemical Co.,
Ltd. (Shanghai, China). All the reagents used are of analytical grade and used without further purification.

2.2. Synthesis of BPQDs/Ti3C,@TiO, Composites

Preparing strategy of the BPQDs/TizC,@TiO, (BTTC) composites is illustrated in Figure 1. Firstly,
Al layer is completely removed by etching Ti3 AlIC, MAX with 49% HF for 25 h, which is labeled as
Solution A. Subsequently, the black powders of Ti3C, sample is obtained from Solution A with washing,
sonication, and centrifugation processes. Finally, the in-situ growth of TiO, nanoparticles from Ti3Cp
MXene are obtained by hydrothermal reaction with absolute alcohol at different temperature for 16 h,
and the Ti3C,@TiO, composites are synthesized successfully [40]. The corresponding precipitation
Ti3C,@TiO, samples are collected and named as TC (without hydrothermal process) and TTC-x (x =
100, 120, 140, 160 °C).
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Figure 1. Schematic illustration of the preparation of BPQDs/Ti;C,@TiO, composites.

The BPQDs are prepared by a liquid exfoliation method. In brief, 20 mg of black phosphorus
powders is ground for 10 min. The obtained black phosphorus sample is dispersed in 40 mL mixture
solution of dimethyl pyrrolidone and oleic acid by strong ultrasound at 0 °C for 4 h. Then, suspension
is centrifuged by 11,000 rpm for 30 min to remove the unexfoliated residue. Finally, the supernatant of
0.5 mg mL~! BPQDs is obtained.

The BPQDs/TizC,@TiO, photocatalysts are prepared by solvent-heat method. 50mg of TTC-x (x =
100, 120, 140, 160 °C) sample is added to 50 mL BPQDs supernatant and heated in water bath at 80 °C
for 2 h. After the reaction is completed, the precipitate is separated by centrifugation and washed with
absolute ethanol. The obtained samples are denoted as BTC and BTTC-x (x = 100, 120, 140, 160 °C).
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2.3. Photocatalytic Degradation Reaction

The photocatalytic activity of BPQDs/TizC,@TiO, (BTTC-x) and Ti3C,@TiO, (TTC-x) samples
are assessed by the degradation of methylene orange (MO) solution under visible light irradiation.
The photocatalytic degradation tests for MO photodegradation are performed by using a 400 W metal
halide lamp (the average light intensity is 80 mW cm™2, Philips RVP350). In a typical photocatalytic
degradation of MO solution, 50 mg of BTTC-x black powders is dispersed into 50 mL MO aqueous
solution (10 mg/L). The dispersion solution is treated in the dark for 0.5 h under strong stirring to
achieve an adsorption—desorption equilibrium. About 3.5 mL of dispersion solution is taken under
certain time intervals and centrifuged for 3 min to remove the photocatalyst. Finally, the concentration
of centrifuged MO solution is analyzed at 463 nm by UV-visible specrtrophotometer. The Cy denotes
the initial concentration of MO solution, and C; denotes the concentration of MO solution at a certain
time. The relative absorbance intensity of C;/Cy recorded the concentration change of MO solution and
embodied the photocatalytic efficiency of the samples.

2.4. Photocatalytic Hydrogen Evolution Reaction

The photocatalytic H; evolution tests are performed in a 50 mL quartz flask. 50 mg of photocatalysts
are dispersed ultrasonically into 40 mL aqueous solution containing 25% acetone (triethanolamine as
sacrificial reagent). Before irradiation, gas (N») is continuously passed through for 35 min to remove
the air. The light is provided by a 300 W Xe lamp equipped with a 420 nm cutoff filter to provide the
visible light irradiation. The production of Hj is detected by gas chromatography (Model BUCK 910,
Shanghai Zhao Ming, Shanghai, China) equipped with thermal conductivity detector (TCD).

2.5. Characterizations

The crystalline phase of the as-prepared samples is analyzed at 40 kV by X-ray diffractometer
(XRD, Cu K«, Bruker D8 Advance, Karlsruhe, Germany) in the range of 20 = 5°~70°. The morphologies
of the BTTC-x samples are obtained by field emission scanning electron microscopy (FESEM, Zeiss
Ultra Plus, Carl Zeiss, Oberhausen, Germany) coupled with energy-dispersive spectrometry (EDS).
The heterojunctions between BPQDs and Ti3C,@TiO; are performed by high resolution transmission
electron microscopy (HRTEM, JEM-2100F, Japanese electronics, Tokyo, Japan). The optical properties
and UV-vis absorption spectra of photocatalysts are performed by using a UV-vis diffuse reflectance
spectroscope (DRS, Lambda 750S, PerkinElmer, New York, NY, the United States) with an integrated
sphere. The BET specific surface area (SSA) and pore volume are carried out by using a Micromeritics
ASAP 2460 system at 77 K. The photocurrent measurements and electrochemical spectra are measured
by 1030 A CHI electrochemical station, which is consisted of glassy carbon electrode (GCE), platinum
sheets, silver-silver chloride (Ag/AgCl) is saturated KCl as working electrode, counter electrode, and
reference electrode, respectively. 30 mL of 1 M HCl solution is utilized as electrolyte. In a typical test,
5.0 mg of catalysts and 110 pL of 5 wt% Nafion solution are dispersed in 2.5 mL of 1:1 v/v ethanol
and water with 9 min sonication to form homogeneous suspension. Prior to the modification, the
GCE is polished with alumina powder (1.0 and 0.5 um), being cleaned with ultrapure water, and then
dried in air. Subsequently, 10 uL of the ink is dropped onto the GCE surface. The electrochemical
measurements are carried out with the same configuration at overpotential n = 200 mV from 0.1 to 100
kHz with an AC voltage of 5 mV.

3. Results and Discussion

The crystalline of BTC and BTTC-x samples is analyzed in Figure 2. Obviously, the diffraction
peak for (104) of Ti3AlC; raw sample at 20 = 39° disappears after etching with HF for 25 h. Besides, the
diffraction peaks for (002) at 20 = 9.72° and (004) at 260 = 19.18° of Ti3AlC, are broadened and shifted
to lower angle, suggesting that Ti-Al bond is broken and TizC; is prepared successfully [41]. The XRD
of TizC, and TTC-x (x = 100, 120, 140, and 160 °C, respectively) is revealed in Figure S1. No obvious
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diffraction peak of anatase TiO; can be observed, suggesting that this temperature is not conductive to
generate anatase TiO,. With the increase of the hydrothermal temperature, a new peak at 20 = 25.4° is
detected for BTTC-120/140/160 compared with the BTTC-100 sample, which is attributed to the (101)
crystal face of anatase TiO, (JCPDS No. 21-1272) [40]. Meanwhile, the intensity of diffraction peak at
20 = 25.4° increases as rising the hydrothermal temperature, which proves that more TizC, transforms
to TiO, NPs. No obvious diffraction peak of BPQDs can be detected, which can be attributed to the
low BPQDs-loading in the composites.
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Figure 2. XRD patterns of raw Ti3AlC,, BTC, and BTTC-x (x = 100, 120, 140, and 160 °C, respectively).

The FESEM images show the morphologies of BTC and BTTC-x composite (x = 100, 120, 140,
and 160 °C) in Figure 3. The typical 2D layered Ti3C, with accordion-like structure is obtained in
Figure 3a, indicating that the Al layer of raw TizAlC; is etched by HF solution [42]. Figure 3b shows
the accordion-like Ti3Cp, with TiO, nanoparticles attached to its surface. These nanoparticles are
arranged on the surface of the sample irregularly with a size of ca. 15 nm, which indicates that the
transformation of Ti3C, into TiO, NPs can occur after hydrothermal oxidation at 100 °C. The surface
of BTTC-120 becomes more rough than raw BTC and BTTC-100, suggesting that more TiO, NPs are
formed on the surface of Ti3Cp, as shown in Figure 3¢,d. It is noteworthy that TiO, NPs with a size
of ca. 25 nm are uniformly dispersed on Ti3C, MXene, indicating that the conversion of TizC; into
TiO; can inhibit the agglomeration and promote the uniform size distribution of TiO, NPs at this
temperature [29]. Furthermore, the interlayer gap can be modulated with the change in TiO, NPs size,
as noted that with the increase of the NDPs size, the interlayer gap is broadened [29]. However, further
increase of the hydrothermal temperature to 140 °C leads to the destruction of TizC; nanosheets, which
may reduce the electron migration of samples, as revealed in Figure 2e. The size of nanoparticles
tend to be increased, and the lamellar structure is seriously destroyed with rising the hydrothermal
temperature. Finally, the surface of Ti3C, is completely covered by TiO, NPs with the size of ca. 30 nm
as the temperature reaches 160 °C, as displayed in Figure 3f. The morphology of BPQDs is hardly
observed in the SEM images, which is highly related to the small size.

Figure 4a gives the DRS spectra of the BIC and BTTC-x samples. Obviously, the prepared BTC
reveals the lowest absorption intensity among all the samples, suggesting the sample possesses the
worst absorption ability in the range of visible and UV ranges. In comparison, all the BTTC-x samples
present better light absorption ability than BTC, indicating that hydrothermal oxidation reaction of
Ti3C; is beneficial for the enhancement of optical absorption performance. The intrinsic light absorption
edge of TiO; at ca. 400 nm can be observed, which is contributed to the emergence of TiO, NPs [29].
Figure S2 reveals the DRS spectrum of BPQDs. The bandgap of BPQDs is estimated to be approximately
2.83 eV.
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Figure 3. FESEM images of: (a) BTC, (b) BTTC-100, (c,d) BTTC-120, (e) BTTC-140, and (f) BTTC-160.
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Figure 4. (a) UV-vis diffuse reflectance spectra (DRS) of as-synthesized BTC and BTTC-x (x=100, 120,
140, and 160 °C, respectively); (b) N, adsorption-desorption isotherms of the as-prepared BTC, TTC-120,
and BTTC-120 powders; (c) Photocurrent response and (d) electrochemical impedance spectra of BTC,
TTC-120, and BTTC-120.

Figure 4b shows the specific surface areas (SSA) of the BTC, TTC-120, and BTTC-120 powders,
which is obtained via the BET analysis. All the samples present typical IV isotherms, proving the
mesoporous character of the powders [42]. The BET specific surface areas of BTC, TTC-120, and
BTTC-120 samples are 3.1540, 10.5483, and 15.2944 m?/g, respectively. The BTTC-120 composite
reveals much larger specific surface area than BTC due to the TiO, NPs in-situ growth on the TizC,
MXene nanosheets [29]. BTTC-120 has larger SSA than TTC-120, due to its composition with BPQDs.
The BTTC-120 sample with larger SSA is beneficial for the enhancement of the adsorption and migration
of reactants and products.

The separation of electrons and holes of BTC, TTC-120, and BTTC-120 is revealed by transient
photocurrent response (TPC), as displayed in Figure 4c. The transient photocurrent of BTTC-120
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sample is much higher than BTC and TTC-120, indicating the BPQDs-loading and hydrothermal
oxidation can improve the separation of photo-generated carriers on the surface of photocatalysts. In
addition, Figure 4d gives the EIS to explore the charge carrier recombination/transfer behavior of BTC,
TTC-120, and BTTC-120. The BTTC-120 displays smaller semicircle diameter than TTC-120 under
visible light irradiation, indicating the BPQDs can reduce the charge transfer resistance of TTC-120.
Additionally, the BTTC-120 exhibits the bigger radius than BTC sample, demonstrating that the sample
with higher Ti3C, content possesses lowest charge transfer resistance.

More morphological details of BPQDs and BTTC-120 samples are further observed in Figure 5.
The black phosphorus nanosheets can be observed in Figure S3. Figure 5a,b reveal the TEM images
of uniformly dispersed BPQDs with the size distribution between 2.6-4.5 nm. The representative
HRTEM image (insets in Figure 5b) of BPQDs displays lattice fringe of 0.34 nm, owing to the (021)
planes of BP crystals. Note that the surface of BITC-120 becomes rough due to the formation of TiO,
NPs (Figure 5c¢), indicating that the TiOp NPs are formed on the Ti3C, surface during the hydrothermal
process. The TiO, NPs with the size ca. 25 nm present dense features on the surface of TizC, nanosheets,
with characteristics well corresponding to the above FESEM images. As shown in Figure 5d,e, HRTEM
images demonstrate the heterojunction formation of BPQDs and TiO, nanoparticles with well-defined
lattice fringes on the surface of TizC,. The lattice fringes with an interplanar space of 0.35, 0.23, and
0.34 nm can be clearly observed, which can be ascribed to the (101) planes of anatase TiO,, (103) planes
of TizC, nanosheets and (021) planes of BPQDs crystals, respectively [39,40]. It can be confirmed
from HRTEM results that the BPQDs have been decorated on the surface of Ti3C,@TiO, successfully
and intimate integration. Furthermore, the heterojunction between BPQDs and TizC,@TiO, has been
constructed successfully in BPQDs/Ti3C,@TiO, photocatalysts. Undoubtfully, the intimate contact
heterojunction with strong electronic coupling effect can significantly enhance the charge transfer
efficiency at the heterojunction interface [31].

200 nm

Figure 5. (a,b) HRTEM images of BPQDs; (c—e) HRTEM images of BTTC-120 sample; and (f-h) element
mappings of P, Ti, O, and C of BTTC-120.
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Figure 5e,h present the STEM and EDS mapping results to explore the distribution and composition
of element in BTTC-120 sample. The distribution of P is highly overlapped with Ti, O, and C, indicating
the composition of BPQDs on TiO, NPs and Ti3C, nanosheets. The colorful images exhibit the
distribution of P, Ti, O, and C elements, and all the elements are uniformly dispersed in BTTC-120
sample. Above evidence of HRTEM and FESEM images proves that the BITC-x composites have been
synthesized successfully.

XPS is utilized to investigate the chemical composition and elements states of BITC-120 sample,
with detailed information as revealed in Figure 6. Figure 6a shows the survey scan of the BTTC-120
composite. The concomitant of P, Ti, C, O, and F elements can be observed in the spectrum,
corresponding well to the EDS mapping results. As displayed in Figure 6b, the P 2p spectrum
is deconvoluted into two peaks at 129.98 and 131.06 eV, which is ascribed to P (2p3) and P (2p1),
respectively [39]. The C 1s region (Figure 6¢) is fitted with three peaks at 279.90, 282.72, and 283.52
eV, being assigned to the Ti-C, C-C, and C-O bonds, respectively [43]. As shown in Figure 6d, peaks
at 452.87, 453.24, 454.07, 457.39, 459.25, and 463.09 eV can be attributed to Ti-C (2p°), Ti>* (2p?), Ti>*
(2p3), Ti-C (Zpl), Ti-O (2p3), and Ti-O (Zpl), respectively [44]. In addition, the intensity of Ti-C peak is
higher than Ti-O peak, indicating that the TisC; MXene nanosheets are well preserved after processing
via lower-temperature hydrothermal reaction. The O 1s XPS spectrum (Figure 6e) of BTTC-120 is
deconvoluted into two peaks at 528.57 and 530.06 eV, which is corresponding to the Ti-O-Ti and
surface hydroxyl groups, respectively [45]. In Figure 6f, the F 1s peak located at 686 eV is ascribed to F
ions physically adsorbed onto the BTTC-120 surface.
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Figure 6. (a) XPS survey spectra and high resolution XPS spectra of (b) P 2p, (c) C 1s, (d) Ti 2p, (e) O 1s,
(f) F 1s of BTTC-120 sample.

The photocatalytic activity of BTC and BTTC-x catalysts is investigated by the degradation
of MO solution (10 mg/L) under visible irradiation. As revealed in Figure 7a, there is no obvious
change for MO solution in the reaction without catalyst, suggesting MO molecules are chemically
stable. The adsorption effect of samples has been eliminated by stirring the mixtures for 30 min.
The subsequent photocatalytic degradation tests are executed with equilibrium MO concentration as
initial concentration after adsorption process. Obviously, the photocatalytic degradation of BTTC-x
samples is higher than the pristine BTC due to the TiO, NPs formation in the hydrothermal oxidation,
suggesting that TiO, NPs play an essential role in prolonging the separation time of photocarriers in
the construction of fast electron transfer channels. With the increasing of reaction temperature, the
degradation abilities of BTTC samples exhibit an obvious trend of increase firstly and decreasing after
that. Interestingly, the BTTC-120 sample has the highest degradation efficiency among all samples,
and more than 93% MO solution is degraded within 60 min. The BTTC-140 and BTTC-160 samples
also present better photocatalytic activity, with MO solution degrading by 78% and 76%, respectively.
Meanwhile, only nearly 50% of MO is degraded by the BTTC-100 catalyst. This phenomenon indirectly
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indicates that there is a critical temperature in Ti3C; MXene hydrothermal reaction, which can not
only in-situ grown anatase TiO, NPs, but also greatly preserves the excellent electronic conductivity of
two-dimensional Ti3C, MXene, thus preferably enhancing the degradation efficiency of photocatalysts.
Figure S4 displays the MO degradation curves over different photocatalysts without BPQDs-loading.
The optimal degradation efficiency belongs to TTC-120 sample, 61% MO is degraded in 120 min.
Compared with TTC-x samples, all BTTC-x samples possess stronger degradation ability, indicating
that BPQDs play a crucial role in the improvement of Ti3C,@TiO, photocatalytic activity.
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Figure 7. (a) Comparison on the photocatalytic efficiency of pristine BTC and BTTC-x composites under
visible irradiation (10 mg/L MO (methylene orange) solution); (b) the corresponding rate constant k
values of BTC and BTTC-x samples.

In addition, the photocatalytic kinetics of dyes are simulated by the Langmuir-Hinshelwod
kinetic theory [46]. The regression curve of natural logarithm normalizes the approximate linearity
between MO concentration and reaction time, suggesting that the degradation of MO follows the
first-order rate constant [In(Co/C;) = kt, where k is the apparent first-order rate constant, as revealed
in Figure 7b. The kinetics rate constants of BTC and BTTC-x (x = 100, 120, 140 and 160) are 0.01809,
0.05025, 0.21201, 0.11304, and 0.10058 min~!, respectively. The enhanced photocatalytic activity of
BTTC-x samples is attributed to the intimate contact heterojunction between BPQDs and TizC,@TiO,
composites. Different TiO,-based composites for photocatalytic degradation of MO under visible light
irradiation, as shown in Table 1.

Table 1. Different TiO,-based composites for photocatalytic degradation of MO under visible

light irradiation.
. - . Catalyst Dye Degradation
Composite Visible Light Source Mass Concentration Efficiency References
o 1000 Witungsten MO, (20 mg/L), . o
(Fe, N, B)-TiO, halogen lamp 70 mg 50 mL 300 min, 73% [47]
Pt-fullerene/TiO, 8 W halogen lamp 50 mg MO, S(g'ilrilgﬂ“)’ 120 min, 52% [48]
br-TiOy/g-C3Ny 300 W Xe lamp 100 mg Mo'l (()%)Or:ig/ D 180 min, 55% [49]
TiO,-Sn-La 150 W Xe lamp 80 mg MO'S(()S n‘figm' 120 min, 99% [50]
PMo12/TiO,/Ag 300 W Xe lamp 20 mg MO’Z(g ?n?g/L)’ 120 min, 99% [51]
L-Histidine (C, N MO, (10 mg/L), . o
codoped)-TiO,-CdS 50 W LED arrays 300 mg 200 mL 120 min, 95% [52]
InySs/anatase TiO, @TisCy Ty 300 W Xe lamp 60 mg Moi é%orﬁg/ L) 60 min, 90% [32]
TiO,-graphene 450 W Xe lamp 30 mg MO’;S ?ang/L), 180 min, 99% [53]
N-doped rutile TiO, 300 W Xe lamp 50 mg MO’2(51 ?nIEg/L), 120 min, 92% [54]
. . 400 W metal halide MO, (10 mg/L), . o .
BPQDs/TizC,@TiO, lamp 50 mg 50 mL 60 min, 93% This work
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The stability of BTTC-120 photocatalyst is observed by recycling photocatalytic degradation
experiment, as shown in Figure S5. The degradation ability of BTTC-120 composite decreases
slightly after three degradation recycles, proving that the sample has good stability and sustainability.
The structural stability of BTTC-120 is presented by comparing the XRD before and after use, as shown
in Figure S6.

In order to explore the main active species in the photocatalytic reaction for revealing the
photodegradation mechanism. Different trapping agents are added in photocatalytic reaction,
as displayed in Figure 8. The addition of IPA (isopropanol, a quencher of «OH) has no obvious effect on
the degradation of MO, suggesting that ¢OH is not the main active species. It can be clearly obtained
that MO degradation is obviously inhibited by adding EDTA (triethanolamine, a quencher of h*)
and BQ (benzoquinone, a quencher of #O, "), revealing that h* and eO,~ play important roles in the
photocatalytic reaction. It is concluded that the photodegradation of MO over BTTC-120 photocatalyst
is driven mainly by the participation of photogenerated holes and ¢O,~, and to a lesser extent, by the
*OH radicals.

0.24

0.0
No quencher BQ EDTA IPA
Quencher

Figure 8. The trapping tests of active species during the photocatalytic degradation of MO over
BTTC-120 under visible irradiation.

The heterojunction of BPQDs/Ti3C,@TiO, is favorable for the transfer of electrons from CB
of BPQDs to TizC,@TiO, composites, thus enhancing the photocatalytic hydrogen rate. Figure S7
and Figure 9a present different hydrogen production rates of TTC-x and BTTC-x with respect to
the change in temperature, respectively. Obviously, all the BTTC-x samples exhibit significantly
enhanced photocatalytic H; evolution rate than TTC-x composites, indicating that the BPQDs-loading
is conductive to the electrons transfer from conduction band of BPQDs to TizC,@TiO, heterojunctions.
The photocatalytic Hy production rate is enhanced significantly after hydrothermal reaction, suggesting
that the emerged TiO, NPs are beneficial to construct a rapid electrons channel between BPQDs and
Ti3C, nanosheets. The optimal rate of hydrogen production belongs to BTTC-120 (684.5 umol h™! g71),
which is more than two times higher than TTC-120 photocatalyst (324.5 pmol h™! g71), and more than
eleven times higher than BTC sample (60.3 umol h™! g~!). The highest H, production rate of BTTC-120
can be attributed to the construction of intimate heterojunction between BPQDs and suitable ratio of
anatase TiO, NPs and Ti3C; nanosheets in this temperature. The BTTC-100 sample displays a poor
hydrogen evolution rate, which is ascribed to the rutile TiO; NPs is not an ideal medium to electrons
transfer under low-temperature hydrothermal process. When the temperature rises to 140 °C, the rate
of hydrogen production decreases obviously due to the destroyed Ti3C, nanosheets. The BTTC-160
shows a higher hydrogen production rate than BTTC-140, which is contributed to the large amount of
TiO, NPs generated at higher temperature, thus offsetting the reduced electron transfer due to the
destroyed TizC,.
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Figure 9. (a) The photocatalytic hydrogen evolution rate of BTC and BTTC-x (x = 100, 120, 140, and
160 °C, respectively); (b) the recycling tests of BTTC-120 for photocatalytic hydrogen generation process.

The stability of BITC-120 sample is evaluated by recycle photocatalytic tests, as shown in Figure 9b.
Only a slight loss of hydrogen evolution activity is performed after 6 cycles with 5 h intermittence
reaction. It confirms that the strong stability of BTTC-120 photocatalyst is obtained during the
photocatalytic experiments.

Based on the above experiment results, the photocatalytic mechanism of degradation of MO and
HER of BPQDs/TizC,@TiO, composites is demonstrated in Figure 10. Firstly, the BPQDs absorbs
energy to produce photogenerated electrons and holes in the CB and valance band (VB), respectively.
Subsequently, the photoelectrons migrate from CB of BPQDs to the CB of TiO, NPs by intimate contact
heterojunction due to the more negative potential [32]. Notably, the Ti3C, has more negative Fermi
level than the CB of TiO,, which is beneficial to the secondary migration of electrons. Photogenerated
electrons can easily transfer through the TiO,/Ti3C; interface with lower energy barrier, thus improving
the separation efficiency and prolonging the recombination of photogenerated carriers [31]. On the
one hand, a large number of photogenerated holes aggregate on the surface of photocatalyst with
powerful oxidation ability, reacting with the adsorbed hydroxyl ions (OH") and water to generate
hydroxyl radicals (¢OH). On the other hand, the photogenerated electrons aggregate on the surface
of Ti3Cp, which reacts with absorbed O, and H,O to produce superoxide radicals (¢O, ™) to oxidize
MO molecules [39]. In the photocatalytic hydrogen production process, the accumulated electrons
react with the absorbed H* on the surface of Ti3C, to generate H, [30]. The remaining holes at VB are
consumed by sacrificial agent, which eliminates the factors affecting the generation of new electron.
Eventually, the photocatalytic activity of photocatalytic degradation and hydrogen evolution reaction
is enhanced obviously.

1
)
1

(] p— (]
1 1 1

Potential vs. NHE (V), PH=7
T
=

Figure 10. Schematic illustration of photocatalytic reaction of BPQDs/TizCo,@TiO, composites under
visible irradiation.
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4. Conclusions

In summary, the novel BPQDs/Ti3C,@TiO, composites are constructed by in-situ growth of TiO,
NPs on the surface of Ti3C,, and then BPQDs are being introduced onto the TiO; NPs by combining
heterojunction nanostructure construction method. The optimal MO degradation efficiency (93%,
60 min) and hydrogen production rate (684.5 pmol h! g_l) belong to BPQDs/Ti3Co@TiO5-120 under
visible light irradiation, which is much higher than other BPQDs/TizC,@TiO, and Ti3C,@TiO, samples.
Photogenerated electrons first transfer from the CB of BPQDs with strong visible light absorption to
the CB of TiO, NPs, and then transfer to the favorable electrical conductivity of Ti;Cy MXene due to
the existence of surface heterojunction. With the aid of charge transfer channel, it makes the separation
and transfer efficiency of photogenerated carriers enhance significantly via the double heterojunction
structure. Besides, the enlarged specific surface area of BPQDs/Ti3C,@TiO, provides enormous
adsorption and surface-active sites for photocatalytic process. These results not only demonstrated the
promise of Ti3Cy, MXene as an effective photocatalytic material, but also shed light on the crucial role
of BPQDs in the photocatalytic degradation and hydrogen evolution reaction.

Supplementary Materials: The following are available online at http://www.mdpi.com/2079-4991/10/3/452/s1,
Figure S1: XRD patterns of Ti3C, and TTC-x. (x = 100, 120, 140 and 160 °C, respectively), Figure S2: UV-vis DRS

and plots of (ahv)? vs hv curves of BPQDs, Figure S3: HRTEM image of black phosphorus nanosheets, Figure
S4: Comparison on the photocatalytic efficiency of pristine Ti3Cy and TTC-x composites (10 mg/L MO solution),
Figure S5: Cycling degradation curves of MO solution in the presence of BTTC-120 composite, Figure S6: The
XRD patterns of used and fresh BTTC-120 sample, Figure S7: The photocatalytic hydrogen evolution rate of TizCp
and TTC-x (x = 100, 120, 140 and 160 °C, respectively).

Author Contributions: Z.Y. and H.S. (Huajun Sun) conceived and designed the experiments; Z.Y. and X.L.
participated in the experiments and measurements; X.L. and H.S. (Huiting Sui) participated in the discussion of
the results; Z.Y. and X.L. drafted the manuscript. All authors have read and agreed to the published version of
the manuscript.

Funding: This research was funded by the National Natural Science Foundation of China (Grant Nos. U1806221,
51672198), Innovation and Development Project of Zibo City (2017CX01A022), Instruction & Development Project
for National Funding Innovation Demonstration Zone of Shandong Province (2016-181-11, 2017-41-1, 2017-41-3,
2018ZCQZB01, 2019ZCQZB03), Central Guiding Local Science and Technology Development Special Funds (Grant
Nos. 2060503), and Key Research & Design Program of Shandong Province (2019GGX102011).

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

References

1. Bhatkhande, D.S.; Pangarkar, V.G.; Beenackers, A.A.C.M. Photocatalytic degradation for environmental
applications—A review. J. Chem. Technol. Biotechnol. 2002, 77, 102-116. [CrossRef]

2. Maeda, K.; Domen, K. New non-oxide photocatalysts designed for overall water splitting under visible Light.
J. Phys. Chem. C 2007, 111, 7851-7861. [CrossRef]

3. Chen, X;; Mao, S.S. Titanium dioxide nanomaterials: Synthesis, properties, modifications, and applications.
Chem. Rev. 2007, 107, 2891-2959. [CrossRef] [PubMed]

4.  Fujishima, A.; Honda, K. Electrochemical photolysis of eater at a semiconductor electrode. Nature 1972, 238,
37-38. [CrossRef] [PubMed]

5. Kumar, S.G.; Devi, L.G. Review on modified TiO, photocatalysis under UV/visible light: Selected results and
related mechanisms on interfacial charge carrier transfer dynamics. J. Phys. Chem. A 2011, 115, 13211-13241.
[CrossRef] [PubMed]

6. Liu, G,; Yang, H.G.; Wang, X.; Cheng, L.; Pan, J.; Lu, G.Q.M.; Cheng, H. Visible light responsive nitrogen
doped anatase TiO, sheets with dominant {001} facets derived from TiN. J. Am. Chem. Soc. 2009, 131,
12868-12869. [CrossRef] [PubMed]

7. Xiang, Q. Yu, J.; Wang, W.; Jaroniec, M. Nitrogen self-doped nanosized TiO, sheets with exposed {001} facets
for enhanced visible-light photocatalytic activity. Chem. Commun. 2011, 47, 6906-6908. [CrossRef]

8.  Zhu, Y,; Zhang, Z.; Lu, N.; Hua, R.; Dong, B. Prolonging charge-separation states by doping lanthanide-ions
into {001}/{101} facets-coexposed TiO, nanosheets for enhancing photocatalytic H, evolution. Chin. J. Catal.
2019, 40, 413-423. [CrossRef]


http://www.mdpi.com/2079-4991/10/3/452/s1
http://dx.doi.org/10.1002/jctb.532
http://dx.doi.org/10.1021/jp070911w
http://dx.doi.org/10.1021/cr0500535
http://www.ncbi.nlm.nih.gov/pubmed/17590053
http://dx.doi.org/10.1038/238037a0
http://www.ncbi.nlm.nih.gov/pubmed/12635268
http://dx.doi.org/10.1021/jp204364a
http://www.ncbi.nlm.nih.gov/pubmed/21919459
http://dx.doi.org/10.1021/ja903463q
http://www.ncbi.nlm.nih.gov/pubmed/19697930
http://dx.doi.org/10.1039/c1cc11740h
http://dx.doi.org/10.1016/S1872-2067(18)63182-1

Nanomaterials 2020, 10, 452 13 of 15

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

Gahlot, S.; Jeanneau, E.; Dappozze, F; Guillard, C.; Mishra, S. Precursor-mediated synthesis of Cu,_,Se
nanoparticles and its composites with TiO, for improved photocatalysis. Dalton Trans. 2018, 47, 8897-8905.
[CrossRef]

Humayun, M.; Zada, A.; Li, Z,; Xie, M.; Zhang, X.; Qu, Y.; Raziq, F; Jing, L. Enhanced visible-light activities
of porous BiFeOj3 by coupling with nanocrystalline TiO, and mechanism. Appl. Catal. B Environ. 2016, 180,
219-226. [CrossRef]

Hu, Y,; Li, D.; Zheng, Y.; Chen, W.; He, Y.; Shao, Y.; Fu, X,; Xiao, G. BiVO4/TiO; nanocrystalline heterostructure:
A wide spectrum responsive photocatalyst towards the highly efficient decomposition of gaseous benzene.
Appl. Catal. B Environ. 2011, 104, 30-36. [CrossRef]

Amanchi, S.R.; Kumar, K.V.A.; Lakshminarayana, B.; Satyanarayana, G.; Subrahmanyam, C. Photocatalytic
hydrogenation of nitroarenes: Supporting effect of CoOx on TiO, nanoparticles. New ]J. Chem. 2019, 43,
748-754. [CrossRef]

Ismail, A.A.; Abdelfattah, I.; Helal, A.; Al-Sayari, S.A.; Robben, L.; Bahnemann, D.W. Ease synthesis of
mesoporous WO;3-TiO, nanocomposites with enhanced photocatalytic performance for photodegradation of
herbicide imazapyr under visible light and UV illumination. J. Hazard. Mater. 2016, 307, 43-54. [CrossRef]
[PubMed]

Sajjad, A.K.L.; Shamaila, S.; Tian, B.; Chen, F.; Zhang, J. One step activation of WO,/TiO, nanocomposites
with enhanced photocatalytic activity. Appl. Catal. B Environ. 2009, 91, 397-405. [CrossRef]

Zhang, L.; Zhang, Q.; Xie, H.; Guo, J.; Lyu, H.; Li, Y,; Sun, Z.; Wang, H.; Guo, Z. Electrospun titania nanofibers
segregated by graphene oxide for improved visible light photocatalysis. Appl. Catal. B Environ. 2017, 201,
470-478. [CrossRef]

Ran, J.; Gao, G.; Li, F; Ma, T.; Du, A.; Qiao, S. TizCp, MXene co-catalyst on metal sulfide photo-absorbers for
enhanced visible-light photocatalytic hydrogen production. Nat. Commun. 2017, 8, 13907. [CrossRef]
Lukatskaya, M.R.; Mashtalir, O.; Ren, C.E.; Dall’Agnese, Y.; Rozier, P.; Taberna, P.L.; Naguib, M.; Simon, P.;
Barsoum, M.W.; Gogotsi, Y. Cation intercalation and high volumetric capacitance of two-dimensional
titanium carbide. Science 2013, 341, 1502-1505. [CrossRef]

Naguib, M.; Kurtoglu, M.; Presser, V.; Lu, J.; Niu, J.; Heon, M.; Hultman, L.; Gogotsi, Y.; Barsoum, M.W.
Two-dimensional nanocrystals produced by exfoliation of Ti3AlC,. Adv. Mater. 2011, 23, 4248-4253.
[CrossRef]

Ghidiu, M.; Lukatskaya, M.R.; Zhao, M.; Gogotsi, Y.; Barsoum, M.W. Conductive two-dimensional titanium
carbide ‘clay’ with high volumetric capacitance. Nature 2014, 516, 78-81. [CrossRef]

Ng, VM.H.; Huang, H.; Zhou, K ; Lee, PS.; Que, W.; Xu, ].Z.; Kong, L.B. Recent progress in layered transition
metal carbides and/or nitrides (MXenes) and their composites: Synthesis and applications. J. Mater. Chem. A
2017, 5, 3039-3068.

Liu, N.; Lu, N.; Su, Y.; Wang, P.; Quan, X. Fabrication of g-C3Ny/TisC, composite and its visible-light
photocatalytic capability for ciprofloxacin degradation. Sep. Purif. Technol. 2019, 211, 782-789. [CrossRef]
Liu, Y;; Luo, R.; Li, Y;; Qi, J.; Wang, C.; Li, ].; Sun, X.; Wang, L. Sandwich-like Co304/MXene composite with
enhanced catalytic performance for bisphenol A degradation. Chem. Eng. J. 2018, 347, 731-740. [CrossRef]
Shahzad, A.; Rasool, K.; Nawaz, M.; Miran, W.; Jang, J.; Moztahida, M.; Mahmoud, K.A.; Lee, D.S.
Heterostructural TiO,/TizCoTx (MXene) for photocatalytic degradation of antiepileptic drug carbamazepine.
Chem. Eng. ]. 2018, 349, 748-755. [CrossRef]

Dong, E; Xiong, T.; Sun, Y.; Zhang, Y.; Zhou, Y. Controlling interfacial contact and exposed facets for
enhancing photocatalysis via 2D-2D heterostructures. Chem. Commun. 2015, 51, 8249-8252. [CrossRef]
Low, J.; Cao, S.; Yu, J.; Wageh, S. Two-dimensional layered composite photocatalysts. Chem. Commun. 2014,
50, 10768-10777. [CrossRef] [PubMed]

Peng, J.; Chen, X.; Ong, W.; Zhao, X.; Li, N. Surface and heterointerface engineering of 2D MXenes and their
nanocomposites: Insights into electro- and photocatalysis. Chem 2019, 5, 1-33. [CrossRef]

Cao, S.; Shen, B.; Tong, T.; Fu, J.; Yu, J. 2D/2D heterojunction of ultrathin MXene/Bi, WOg4 nanosheets for
improved photocatalytic CO, reduction. Adv. Funct. Mater. 2018, 28, 1800136. [CrossRef]

Ye, M.; Wang, X.; Liu, E.; Ye, J.; Wang, D. Boosting the photocatalytic activity of P25 for carbon dioxide
reduction using a surface-alkalinized titanium carbide MXene as co-catalyst. ChemSusChem 2018, 10,
1606-1611. [CrossRef]


http://dx.doi.org/10.1039/C8DT01625A
http://dx.doi.org/10.1016/j.apcatb.2015.06.035
http://dx.doi.org/10.1016/j.apcatb.2011.02.031
http://dx.doi.org/10.1039/C8NJ05260C
http://dx.doi.org/10.1016/j.jhazmat.2015.12.041
http://www.ncbi.nlm.nih.gov/pubmed/26775101
http://dx.doi.org/10.1016/j.apcatb.2009.06.005
http://dx.doi.org/10.1016/j.apcatb.2016.08.056
http://dx.doi.org/10.1038/ncomms13907
http://dx.doi.org/10.1126/science.1241488
http://dx.doi.org/10.1002/adma.201102306
http://dx.doi.org/10.1038/nature13970
http://dx.doi.org/10.1016/j.seppur.2018.10.027
http://dx.doi.org/10.1016/j.cej.2018.04.155
http://dx.doi.org/10.1016/j.cej.2018.05.148
http://dx.doi.org/10.1039/C5CC01993A
http://dx.doi.org/10.1039/C4CC02553A
http://www.ncbi.nlm.nih.gov/pubmed/24964375
http://dx.doi.org/10.1016/j.chempr.2018.08.037
http://dx.doi.org/10.1002/adfm.201800136
http://dx.doi.org/10.1002/cssc.201800083

Nanomaterials 2020, 10, 452 14 of 15

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

Low, J.; Zhang, L.; Tong, T.; Shen, B.; Yu, J. TiOp/MXene Ti3C, composite with excellent photocatalytic CO,
reduction activity. J. Catal. 2018, 361, 255-266. [CrossRef]

Sun, Y,; Jin, D.; Sun, Y,; Meng, X.; Gao, Y.; Agnese, Y.D.; Chen, G.; Wang, X. g-C3N4/TizC,Tx (MXenes)
composite with oxidized surface groups for efficient photocatalytic hydrogen evolution. J. Mater. Chem. A
2018, 6, 9124-9131. [CrossRef]

Li, Y; Yin, Z; Ji, G,; Liang, Z.; Xue, Y.; Guo, Y,; Tian, J.; Wang, X.; Cui, H. 2D/2D/2D heterojunction of
Ti3C, MXene/MoS; nanosheets/TiO, nanosheets with exposed (001) facets toward enhanced photocatalytic
hydrogen production activity. Appl. Catal. B Environ. 2019, 246, 12-20. [CrossRef]

Wang, H.; Wu, Y,; Xiao, T.; Yuan, X.; Zeng, G.; Tu, W.; Wu, S.; Lee, H.Y,; Tan, Y.Z.; Chew, ].W. Formation of
quasi-core-shell In,Sz/anatase TiO,@metallic Ti3Cy Tx hybrids with favorable charge transfer channels for
excellent visible-light-photocatalytic performance. Appl. Catal. B Environ. 2018, 233, 213-225. [CrossRef]
Peng, C.; Wei, P; Li, X.; Liu, Y.; Cao, Y.; Wang, H.; Yu, H.; Peng, F; Zhang, L.; Zhang, B.; et al. High
efficiency photocatalytic hydrogen production over ternary Cu/TiO,@Ti3C,Tx enabled by low-work-function
2D titanium carbide. Nano Energy 2018, 53, 97-107. [CrossRef]

Di, J.; Xia, J.; Ji, M.; Wang, B.; Li, X.; Zhang, Q.; Chen, Z.; Li, H. Nitrogen-doped carbon quantum dots/BiOBr
ultrathin nanosheets: In situ strong coupling and improved molecular oxygen activation ability under visible
light irradiation. ACS Sustain. Chem. Eng. 2016, 4, 136-146. [CrossRef]

Zhang, X.; Xie, H; Liu, Z.; Tan, C.; Luo, Z.; Li, H.; Lin, J.; Sun, L.; Chen, W.; Xu, Z; et al. Black phosphorus
quantum dots. Angewandte 2015, 54, 3633-3657.

Pan, L.; Zhu, X,; Sun, K.; Liu, Y,; Xie, X.; Ye, X. Molecular level distribution of black phosphorus quantum
dots on nitrogen-doped graphene nanosheets for superior lithium storage. Nano Energy 2016, 30, 347-354.
[CrossRef]

Fu, N.; Huang, C; Lin, P; Zhu, M.; Li, T.; Ye, M,; Lin, S.; Zhang, G.; Du, J.; Liu, C.; et al. Black phosphorus
quantum dots as dual-functional electron-selective materials for efficient plastic perovskite solar cells. J. Mater.
Chem. A 2018, 6, 8886-8894. [CrossRef]

Gu, W,; Pei, X,; Cheng, Y.; Zhang, C.; Zhang, J.; Yan, Y.; Ding, C.; Xian, Y. Black phosphorus quantum dots
as the ratiometric fluorescence probe for trace mercury ion detection based on inner filter effect. ACS Sens.
2017, 2, 576-582. [CrossRef]

Yuan, Y,; Yang, S.; Wang, P.; Yang, Y.; Li, Z.; Chen, D.; Yu, Z.; Zou, Z. Bandgap-tunable black phosphorus
quantum dots: Visible-light-active photocatalysts. Chem. Commun. 2018, 54, 960-963. [CrossRef]

Fang, Y.; Liu, Z.; Han, J.; Jin, Z.; Han, Y.; Wang, F.; Niu, Y.; Wu, Y.; Xu, Y. High-performance electrocatalytic
conversion of N, to NHj3 using oxygen-vacancy-rich TiO; in situ grown on Ti3C, Tx MXene. Adv. Energy
Mater. 2019, 9, 1803406. [CrossRef]

Zhao, X; Liu, M,; Chen, Y,; Hou, B.; Zhang, N.; Chen, B.; Yang, N.; Chen, K.; Li, J.; An, L. Fabrication
of layered Ti3C, with an accordion-like structure as a potential cathode material for high performance
lithium-sulfur batteries. J. Mater. Chem. A 2015, 3, 7870-7876. [CrossRef]

Wang, R.; Wang, S.; Zhang, Y.; Jin, D.; Tao, X.; Zhang, L. Graphene coupled Ti3;C, MXenes-derived TiO,
mesostructure: Promising sodium-ion capacitor anode with fast ion storage and long-term cycling. J. Mater.
Chem. A 2018, 6, 1017-1027. [CrossRef]

Han, M,; Yin, X.; Wu, H.; Hou, Z.; Song, C.; Li, X.; Zhang, L.; Cheng, L. Ti3C, MXenes with modified surface
for high-performance electromagnetic absorption and shielding in the X-band. ACS Appl. Mater. Interfaces
2016, 8,21011-21019. [CrossRef] [PubMed]

Liu, Y.; Zhang, P; Sun, N.; Anasori, B.; Zhu, Q.; Liu, H.; Gogotsi, Y.; Xu, B. Self-assembly of transition metal
oxide nanostructures on MXene nanosheets for fast and stable lithium storage. Adv. Mater. 2018, 30, 1707334.
[CrossRef] [PubMed]

Liu, C.; Wang, L.; Tang, Y,; Luo, S.; Liu, Y;; Zhang, S.; Zeng, Y.; Xu, Y. Vertical single or few-layer MoS;
nanosheets rooting into TiO, nanofibers for highly efficient photocatalytic hydrogen evolution. Appl. Catal.
B Environ. 2015, 164, 1-9. [CrossRef]

Bai, S.; Liu, H.; Sun, J.; Tian, Y.; Chen, S.; Song, J.; Luo, R; Li, D.; Chen, A_; Liu, C. Improvement of TiO,
photocatalytic properties under visible light by WO3/TiO, and MoO3/TiO, composites. Appl. Surf. Sci. 2015,
338, 61-68. [CrossRef]

Xing, M.; Wu, Y.; Zhang, ].; Chen, F. Effect of synergy on the visible light activity of B, N and Fe co-doped
TiO,; for the degradation of MO. Nanoscale 2010, 2, 1233-1239. [CrossRef]


http://dx.doi.org/10.1016/j.jcat.2018.03.009
http://dx.doi.org/10.1039/C8TA02706D
http://dx.doi.org/10.1016/j.apcatb.2019.01.051
http://dx.doi.org/10.1016/j.apcatb.2018.04.012
http://dx.doi.org/10.1016/j.nanoen.2018.08.040
http://dx.doi.org/10.1021/acssuschemeng.5b00862
http://dx.doi.org/10.1016/j.nanoen.2016.10.019
http://dx.doi.org/10.1039/C8TA01408F
http://dx.doi.org/10.1021/acssensors.7b00102
http://dx.doi.org/10.1039/C7CC08211H
http://dx.doi.org/10.1002/aenm.201803406
http://dx.doi.org/10.1039/C4TA07101H
http://dx.doi.org/10.1039/C7TA09153B
http://dx.doi.org/10.1021/acsami.6b06455
http://www.ncbi.nlm.nih.gov/pubmed/27454148
http://dx.doi.org/10.1002/adma.201707334
http://www.ncbi.nlm.nih.gov/pubmed/29707827
http://dx.doi.org/10.1016/j.apcatb.2014.08.046
http://dx.doi.org/10.1016/j.apsusc.2015.02.103
http://dx.doi.org/10.1039/c0nr00078g

Nanomaterials 2020, 10, 452 15 of 15

48.

49.

50.

51.

52.

53.

54.

Meng, Z.; Zhu, L.; Choi, J.; Chen, M.; Oh, W. Effect of Pt treated fullerene/TiO; on the photocatalytic
degradation of MO under visible light. . Mater. Chem. 2011, 21, 7596-7603. [CrossRef]

Zang, Y.; Li, L.; Xu, Y,; Zuo, Y,; Li, G. Hybridization of brookite TiO, with g-C3Njy: A visible-light-driven
photocatalyst for As>* oxidation, MO degradation and water splitting for hydrogen evolution. J. Mater.
Chem. A 2014, 2, 15774-15780. [CrossRef]

Ilkhechi, N.N.; Akbarpour, M.R,; Yavari, R.; Azar, Z. Sn**t and La3* co doped TiO, nanoparticles and their
optical, photocatalytic and antibacterial properties under visible light. J. Mater. Sci. Mater. Electron. 2017, 28,
16658-16664. [CrossRef]

Shi, H.; Yu, Y,; Zhang, Y.; Feng, X.; Zhao, X.; Tan, H.; Khan, S.U.; Li, Y.; Wang, E. Polyoxometalate/TiO,/Ag
composite nanofibers with enhanced photocatalytic performance under visible light. Appl. Catal. B Environ.
2018, 221, 280-289. [CrossRef]

Zangeneh, H.; Zinatizadeh, A.A.; Zinadini, S.; Feyzi, M.; Rafiee, E.; Bahnemann, D.W. A novel L-Histidine
(C, N) codoped-TiO,-CdS nanocomposite for efficient visible photo-degradation of recalcitrant compounds
from wastewater. |. Hazard. Mater. 2019, 369, 384-397. [CrossRef] [PubMed]

Zhao, Z.;Kou, T.; Zhang, L.; Zhai, S.; Wang, W.; Wang, Y. Dealloying induced N-doping in spindle-like porous
rutile TiO, for enhanced visible light photocatalytic activity. Corros. Sci. 2018, 137, 204-211. [CrossRef]
Zargari, S.; Rahimi, R.; Ghaffarinejad, A.; Morsali, A. Enhanced visible light photocurrent response and
photodegradation efficiency over TiO,-graphene nanocomposite pillared with tin porphyrin. J. Colloid
Interface Sci. 2016, 466, 310-321. [CrossRef] [PubMed]

® © 2020 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http://creativecommons.org/licenses/by/4.0/).


http://dx.doi.org/10.1039/c1jm10301f
http://dx.doi.org/10.1039/C4TA02082K
http://dx.doi.org/10.1007/s10854-017-7577-z
http://dx.doi.org/10.1016/j.apcatb.2017.09.027
http://dx.doi.org/10.1016/j.jhazmat.2019.02.049
http://www.ncbi.nlm.nih.gov/pubmed/30784968
http://dx.doi.org/10.1016/j.corsci.2018.03.049
http://dx.doi.org/10.1016/j.jcis.2015.12.046
http://www.ncbi.nlm.nih.gov/pubmed/26748063
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Materials 
	Synthesis of BPQDs/Ti3C2@TiO2 Composites 
	Photocatalytic Degradation Reaction 
	Photocatalytic Hydrogen Evolution Reaction 
	Characterizations 

	Results and Discussion 
	Conclusions 
	References

