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HIGHLIGHTS GRAPHICAL ABSTRACT

® We firstly apply nickel foam in the
preparation of NiS rods for H, pro-
duction.

® The H, evolution rate of CAS@NiS is
increased significantly to 40601 pmol

A CdS@NiS reinforced concrete structure derived from NF was fabricated firstly with efficient visible-light H,
production.
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ARTICLE INFO ABSTRACT

High-efficient noble-metal-free photocatalyst is vital to realize high H, evolution. In consideration of this, we
design a CdS@NiS reinforced concrete structure derived from nickel foam (NF) via a simple one-pot oil bath
strategy. The whole preparation process is started with the growth of NiS rods on NF. Subsequently, NiS rods are
encased in CdS gradually under oil both conditions. After the combination of NiS rods and CdS, the photo-
electrical properties of primeval CdS are greatly optimized, e.g., photoelectric responsiveness, impedance and
light absorption capacity. Moreover, the H, evolution rate of CAS@NiS is increased significantly from 2706 to
40601 pmol g~ ! h™! under visible-light irradiation (A, > 420 nm), which is about 15 times higher than that of
pure CdS, thereby confirming the excellent synergistic effect between NiS rods and CdS. Additionally, the
photocatalytic performance of CAS@NiS was stronger than that of CdS/NiS-NPs (6726 umol g’1 h™1) and CdS-
NPs/NiS (1639 umol g~ h™ '), highlighting the advantages of CdS (prepared using oil bath treatment) and NiS
rods (originated from NF growth). Lastly, according to experiment data and DFT calculation results, a viable
mechanism for CAS@NiS is tentatively proposed.
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1. Introduction response [10], high light-harvesting efficiency [11] and narrow band

gap [12]. However, pure CdS generally exhibits poor photocatalytic Hy

During past few decades, photocatalytic hydrogen generation has
been considered as a promising strategy to overcome energy crisis
[1-8]. Since Fujishima reported the photocatalytic H, generation phe-
nomenon in 1972 [9], photocatalytic materials for water splitting,
especially metal sulfides, has gradually been a research focus. Up to
now, CdS attracted extensive attention because of the unique optical
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production due to the low charge carriers separation [2,13,14]. One of
the promising solutions is combining cocatalysts with CdS to refine its
photocatalytic properties [15-20]. Among the various cocatalysts,
nickel sulfide (NiS) has been regarded as an effective cocatalyst because
of its high electrical conductivity and excellent power conversion effi-
ciency. For instance, Xu et al firstly reported the excellent synthetic
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Fig. 1. (a) Fabrication process of CAS@NiS reinforced concrete structure. SEM images of the NiS samples with different sulfur powder: (b) 2 mmol, (¢) 6 mmol, (d)
10 mmol. SEM images of CAS@NiS samples with various CdS loading: (e) CAS@NiS-2, (f) CAS@NiS-4. (g) Schematic illustration of CAS@NiS for effective visible-light
photocatalytic H, production. (h) The XPS spectra of CAS@NiS: S 2p. (i) UV-diffuse reflection spectra of pure CdS, pure NiS and CdS@NiS samples. (j) Kubelka—-Munk

transformed reflectance spectra of pure CdS and CAS@NiS composites.

effect between NiS and CdS for H, production (ca. 7266 pmol h™! g~ 1,
A > 420 nm) [21]. After that, some studies about NiS/CdS hybrid
photocatalysts have been carried out to develop novel fabrication
strategies or further improve its H, production [22-28].

Despite the remarkable advances, there are still great challenges and
improvement space for NiS/CdS catalysts: (1) Compared with pristine
CdS, the H, production of NiS/CdS is only improved to a limited degree
(ca. 25000 pmol h™! g~ A > 420 nm). Its water splitting efficiency
may be further enhanced to ca. 40000 umol h™*! g~ via specially de-
signed strategies; (2) Generally, CdS was first synthesized and then
decorated with NiS. Thus, the as-prepared CdS needed to suffer addi-
tional reactions treatment, which may destroy the active site and
weaken its light absorption capacity due to the poor physicochemical
stability of CdS. In addition, the surface decorated NiS could bury CdS

active site and even lost during reaction. Reversing the traditional
synthesis sequence of NiS/CdS catalysts and building a CdS parceled
NiS hybrid structure would effectively avoid the above problems. (3) In
most studies, nickel salts (e.g NiCl6H,O, Ni(NO3)>6H,0, Ni
(CH3CO00)4H,0) were selected as nickel source to synthesize NiS,
which would inevitably introduce some anionic impurities. Those an-
ionic impurities might serve as electron and hole recombination sites
and reduce the hydrogen evolution{Sun, 2010 #1744}. Therefore,
choosing nickel foam (NF) as nickel source may be an available ap-
proach to reduce the introduction of impurity [29].

Herein, a CdS@NiS reinforced concrete structure derived from NF
was fabricated firstly with efficient visible-light H, production (ca.
40601 pmol h™! g~1). The whole preparation process was shown in
Fig. 1a. Firstly, NiS rods (cocatalyst) were synthesized via a simple NF
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Fig. 2. (a) XRD patterns of NiS, CdS and CdS@NiS. (b) XRD patterns of series CAS@NiS samples. (c) FT-IR reflection spectra of all samples. The XPS spectra of (d)

survey, (e) Ni 2p and (f) Cd 3d in CAS@NiS.

self-growing method. Subsequently, under oil bath condition, CdS
(light-sensitive materials) gradually grown on NiS rods surface, thereby
constructing the CdS@NiS reinforced concrete structure finally. When
Ni atom content was 16.22 at% (Fig. S1 and Table S1), the Hy pro-
duction could reached up to 40601 pmol h™! g~ ! under visible-light
irradiation (A = 420 nm). The high water splitting performance of
CdS@NiS was attributed to its enhanced electron-hole pairs generation
and separation abilities. With the introduction of NiS rods, the light
absorption capacity of CdS@NiS enhanced significantly in the visible-
light region (A = 530 nm, Fig. 1i). Lastly, on the basis of all experiment
and calculation data, a feasible mechanism about the dramatically en-
hanced H, evolution of CAS@NiS was proposed. This work firstly ap-
plied NF in the preparation of CAS@NiS for high H, production and the
strategy might be used in other solar conversion systems.

2. Experimental section
2.1. Synthesis of photocatalyst

Preparation of NiS rods: Firstly, the nickel foam (2 X 2 cm) was put
in 1 M HCI solution with ultrasonic treatment for 15 min, after that, the
nickel foam was washed with deionized water and dried at 60°C.
Subsequently, 10 mmol sulfur powders were added to the solution of
ethylalcohol (16 mL) and ethanediamine (16 mL) under magnetic
stirring. The obtained mixture and pre-treated NF were transferred into
a 50 mL Teflon-lined autoclave and maintained at 160 °C for 24 h. After
cooling to room temperature, the precipitates (NiS rods) were cen-
trifuged and dried in a vacuum oven. Then the as-prepared NiS rods was
calcined in a tube furnace at 450°C for 4 h under N, atmosphere.

Preparation of CAS@NiS: CdS@NiS photocatalysts were fabricated
via a simple one-step oil bath strategy. First of all, NiS rods (0.1 g),
CdCl, (0.0687 g), thioacetamide (0.1876 g), 12 mL deionized water and
48 mL DETA (diethylenetriamine) were added into a round-bottom
flask and react at 80°C for 12 h under stirring. Finally, the greenyellow
products were centrifuged, washed with deionized wate and dried at

60°C. As comparison, the CdCl, dosage was adjusted to 0.0115, 0.0229,
0.0458, 0.0687, 0.0916 and 0.1145 g, while the thioacetamide dosage
was adjusted to 0.031, 0.0625, 0.1251, 0.1876, 0.2501 and 0.3127g,
respectively. And the corresponding counterparts were denoted as
CdS@NiS-1, CdS@NiS-2, CdS@NiS-3, CdS@NiS-4, CdS@NiS-5 and
CdS@NiS-6, respectively.

2.2. Photocatalytic hydrogen evolution test

The hydrogen evolution test was conducted on CEL-PAEM-D6
(Beijing CEAULIGHT). The reaction system was kept at 6 °C with cir-
culating water system. Typically, 10 mg CdS@NiS photocatalyst was
dissolved in a mixed solution of 10 mL TEOA and 40 mL deionized
water. A 300 W Xe lamp equipped with an optical filter (A > 420 nm)
was regarded as the light source. The amount of generative hydrogen
was measured by employing an online gas chromatograph (GC-7920,
Beijing CEAULIGHT) equipped with a TCD detector.

The apparent quantum yield (AQY) of CdS@NiS for hydrogen evo-
lution was evaluated under the same photocatalytic reaction conditions
(a band-pass filter for 420 *+ 10 nm and a 300 W Xe light source). The
AQY was defined by the following equation:

Number of reacted electrons
Number of incident photons

AQY (%) =

— Number of evolved Hy molecules x 2 % 100

Number\;of incident photons

X 100%

3. Result and discussion

The morphologies of NiS rods, originated from NF, were in-
vestigated by SEM. As shown in Fig. 2b-d and S3a-c, the shapes of NiS
rods were closely related to the dosage of sulfur powder. It was worth
noting that when adding a small amount of sulfur powder (2 mmol), the
NF could be disassembled and some tiny NiS bulks started to grow on
NF. With the dosage of sulfur powder increased to 6 mmol, the NiS
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Fig. 3. (a) N, adsorption-desorption isotherms and (b) corresponding pore size distribution curves of all CAS@NiS samples. (c) Photoluminescence spectra of CAS@
NiS and CdS-NPs/NiS. (d) EPR analysis of CAS@NiS and CdS/NiS-NPs. The inset in (c) and (d) is corresponding water splitting comparison.

bulks present a smooth strip structure (ca. 2 pm in diameter, Fig. 1c).
When further increasing sulfur power dosage to 10 mmol, the as-ob-
tained NiS became uniform rod structures, meanwhile, the NiS rods
displayed a rough surface and its diameter reduced to about 300 nm
because of the adequate growth process. Furthermore, after introducing
sulfur and cadmium sources, few CdS particles started to self-assemble
on NiS rods surface (Fig. 1e and S4a). With the increase of CdS content,
NiS was encased in CdS gradually. Eventually, the CAS@NiS photo-
catalyst exhibited a reinforced concrete structure (Fig. 1f, 1 g and S4b).
Besides, from the inset of Fig. 1f, the EDS mapping results of CAS@NiS
confirmed the existence of Ni, Cd, and S elements, and all element had a
relatively uniformly distribution. In addition, the thermal stability of
NiS rods was recorded via TGA analysis in N, atmosphere (Fig. S2). It
could be clearly seen that the NiS rods started to decompose at ca.
450°C.

Fig. 1h showed the S 2p region of CdS@NiS photocatalyst, it was
worth noting that the peaks of S2ps;,» (160.03 eV) and S 2p;,»
(160.98 eV) appeared obvious negative shifts of 1.87 and 1.82 eV [30],
respectively, confirming the migration of electrons at S atoms. The
negative shifted of S peaks corresponded to higher electron density in
CdS@NiS, which indicated that S could drive more photoelectron to
participate in catalytic reaction [8]. And another peak at 166.49 eV
maybe was indexed to small amount of S in other valence state, which
could improve the interaction between NiS and CdS [31,32]. In addi-
tion, S 2p peaks had one shake-up satellites (marked as Sat.) peaks at
161.48 eV. Fig. 1i showed the UV-vis diffuse reflection spectra of pure
NiS, CdS and CdS@NiS. Compared to pure CdS, the absorption edge of

CdS@NiS exhibited a significant blue shift but the absorption level was
boosted drastically in the visible light region (A = 530 nm), which
could be ascribed to the additional absorption of NiS, thereby con-
firming NiS could optimize the photoelectric properties of CdS [27].
Moreover, as shown in Fig. 1j, the accurate band gaps of pure CdS and
CdS@NiS sample were calculated according to the UV-vis diffuse re-
flectance spectra. Compared to most CdS, the band gap of obtained CdS
could narrow from 2.4 eV to ca. 2.0 eV. It’s surprised to find that CdS@
NiS had the same band gap with CdS, implying that NiS was tightly
bound to the CdS bulks instead of being incorporated into CdS lattice
[26,33,34].

The crystal structures of pure NiS, CdS and all CAS@NiS samples
were characterized by X-ray diffraction analysis. In Fig. 2a, the major
diffraction peaks of NiS at 21.8°, 31.1°, 37.8°, 44.3, 49.7° and 55.2°
were well indexedto (101),(110),(003),(202),(113)and(122)
planes of Ni3S, (JCPDS card no. 44-1418) respectively [35]. And CdS
presented some obvious characteristic peaks at 24.8°, 26.5°, 28.2°,
36.6°, 43.7°, 47.8° and 51.8°, corresponding to (1 0 0), (1 02), (1 01),
(102),(110),(103)and (11 2)planes of CdS (JCPDS card no. 41-
1049) respectively [36]. Not surprisingly, the obtained CdS@NiS
composite displayed all the XRD pattern of the NiS and CdS, especially
the characteristic peak at 21.8°, 26.5° and 31.1°, which could indicate
the successful combination of CdS and NiS. Moreover, as shown in
Fig. 2b, all CAS@NiS samples possessed the XRD peaks of NiS and CdS.
It could be clearly observed that, with an increase in CdS dosage, the
characteristic peak of CdS at 26.5° (1 0 2) became more and more
obvious, and meanwhile, the peak of NiS at 21.8° (1 1 0) began to
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Fig. 4. (a) H production rate under visible-light irradiation (A > 420 nm) for pure CdS and series CAS@NiS samples. (b) H, production rat under A > 400 nm and
full spectrum for series CAS@NiS samples. (c) Photocurrent response and (d) electrochemical impedance spectra of pure CdS and CAS@NiS-x (x = 3, 4, 5).

Table 1
Comparison of hydrogen evolution for NiS@CdS photocatalysts.

photocatalyst Lighter source H, production (pmol
hlg Y

CdS@NiS (this study) A > 420 nm 300 W Xe 40,601
NiS/CdS-DETA [44] A > 420 nm 300 W Xe 1153

NiS,/Cds [31] A > 420 nm 300 W Xe 28,600

NiS/CdS [25] A > 420 nm 300 W Xe 1131

NiS/CdS/C [39] A > 420 nm 300 W Xe 14,960

NiS,/CdS/C [45] A > 420 nm 300 W Xe 3334

NiS/CDs/CdS [46] A > 420 nm 300 W Xe 1444

NiS/CdS/C3sNy [47] A > 420 nm 300 W Xe 2563

weaken, illustrating that the NiS was encased in CdS gradually.

Besides, the obtained CAS@NiS samples were further investigated
using FT-IR spectrometry in Fig. 2c. The absorption bands at 3451 and
1636 cm ™! were assigned to the O-H vibrations in all samples. Com-
pared to pure NiS and CdS, some new peaks appeared in CAS@NiS
composites. The peaks at 2922, 2858, 1465 and 1343 cm ™! could be
ascribed to C-H vibrations. The bands occurred at 3160 and
3280 cm ™', matching with the breathing mode of C-N. In addition,
some distinct peaks around 900-1230 cm ~ ! maybe were attributed to
some S-(X) vibrations (consistent with the XPS spectra of S 2p in
Fig. 1h) [37], which might serve as an electron transfer bridge to
connect NiS and CdS, thereby improving the H, production of CAS@NiS
catalytic system.

XPS analysis were shown in Fig. 2d-f to further identify the chemical
status and elemental composition of CAS@NiS. From the high-resolu-
tion XPS results, the survey spectrum (Fig. 2d) showed the existence of
Ni, O, Cd, C and S. Fig. 2e exhibited two strong peaks at ca. 854.58 and
872.31 eV, relating to Ni 2p; » and 2ps,, respectively [38]. Besides, the

Ni 2p peaks had two sat. peaks (maybe contain NiO, Fig. S7) at ca.
860.64 and 878.25 eV, demonstrating the formation of Ni2* [35]. In Cd
3d region (Fig. 2f), the two peaks at 403.73 and 410.49 eV are attrib-
uted to Cd 3ds,, and Cd 3ds,, signals of Cd®** in CAS@NiS [39].

The N, adsorption/desorption measurements of CAS@NiS samples
were carried out by BET analysis. As shown in Fig. 3a, when the amount
of Cd atom was 35.1 at%, the BET surface area and pore volume de-
creased gradually up to ca. 16.44 m? g~ ! and 0.092 cm® g~ respec-
tively. And with a further increasing of CdS dosage, the BET surface
area and pore volume continue to decrease, suggesting that CdS might
block some holes and then construct casting structure. Besides, the pore
size of all the samples centered in the range of 2.5-4 nm (Fig. 3b).

In order to highlight the superiority of oil bath method for CdS
preparation in this work, CdS-NPs/NiS catalyst was fabricated via hy-
drothermal process to parcel NiS rod with CdS [40]. PL spectrum of
CdS@NiS and CdS-NPs/NiS were recorded in Fig. 3c. Due to the dif-
ferent CdS preparation strategies, the emission peaks occurred at dif-
ferent sites (CAS@NiS at ca. 475 nm, CAS@NiS at ca. 475 nm). In ad-
dition, compared to CdS-NPs/NiS, CdS@NiS showed a super low PL
emission intensity, which could be ascribed to the low electron-hole
pairs recombination rate. Therefore, the H, production performance of
CdS@NiS was distinctly enhanced. Just as illustrated in the inset of
Fig. 3c, the Hy production efficiency of CAS@NiS was ca. 25 times
higher than that of CdS-NPs/NiS. Similarly, the electron spin resonance
(EPR) analysis were employed to emphasize the priority of NiS (origi-
nated from NF growth). The NiS was prepared by nickel salt instead of
NF, and then via oil bath treatment to synthesize CdS/NiS-NPs [41].
Fig. 3d showed the Lorentz shaped EPR resonance curves of CdS@NiS
and CdS/NiS-NPs. In comparison, CdS@NiS presented an enhanced
observably paramagnetic signal at 2.003 than CdS/NiS-NPs, which also
illustrated the remarkable electrons generation and charge carriers
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Fig. 5. 3D charge accumulation and energy value of (a) CdS. and (b) NiS. The charge density distribution maps of (¢) CdS and (d) NiS. (e) The density of states (DOS)
of NiS and CdS. (f) The mechanism of photocatalytic H, evolution over CAS@NiS under visible-light irradiation.

separation. Furthermore, from the inset of Fig. 3d, the hydrogen evo-
lution rate of CdS/NiS-NPs was only 6731 umol g~ 'h™'. The above
results strongly proved the superiorities of CdS (prepared using oil bath
treatment) and NiS (originated from NF growth) for water splitting in
the reinforced concrete structure (Fig. 1f and 1 g).

The hydrogen evolution rate of pure CdS and series CAS@NiS
photocatalysts were measured under visible-light irradiation
(A > 420 nm). From Fig. 4a, when combing CdS and NiS (NiS has no
hydrogen-generating properties) rods, the H, production of CAS@NiS
composite was sharply enhanced from ca. 2706 umol h™! g~ ! (pure
CdS) to 40601 pmol h™! g~! (CAS@NiS-4). The Cd atom and Ni atom
content in CAS@NiS-4 were 35.1 and 16.22 at%, respectively. In ad-
dition, the apparent quantum yield (AQY) of CAS@NiS-4 was as high as
65.6% (This result is higher than most literature, Table S2), illustrating
CdS@NiS photocatalyst possessed excellent light utilization. In the
presence of CAS@NiS-4, clusters of rising H, bubbles could be observed
clearly under 420 nm visible-light irradiation (Supporting Information
movie). With an increase of CdS content, the H, production perfor-
mance began to decrease. Furthermore, as shown in Fig. 4b and Fig. S6,
photocatalytic activity in other spectra, e.g., A > 400 nm, full spec-
trum and A > 530 nm, were also tested under the same condition.
Similarly, CdS@NiS-4 photocatalyst exhibited the best catalytic

activity. These results provided a solid evidence that the combination of
CdS and NiS was favorable for hydrogen production. Besides, the sta-
bility of CdS@NiS was demonstrated in Fig. S5. It could be clearly
found that the recyclability of the catalyst has been greatly improved
after four consecutive photocatalytic experiments.

To further illustrate the enhanced H, production, the charge
transfer behavior of different samples was investigated through the
transient photocurrent experiments. As shown in Fig. 4c, CAS@NiS
photocatalyst displayed an obvious stronger photocurrent intensity
than pure CdS. Among them, CdS@NiS-4 sample showed the strongest
light response ability, corresponding to the hydrogen production per-
formance (Fig. 4a-b). Besides, the electrochemical impedance spectro-
scopy (EIS) Nyquist plots were analyzed in Fig. 4d. It could be clearly
seen that, CAS@NiS displayed a lower EIS curve than pure CdS. These
results suggested that CdS@NiS had higher photogenerated charge
carrier separation efficiency and smaller charge transfer resistance
[42,43], thereby indicating the remarkable synergistic effect between
NiS rods and CdS in water splitting system.

Moreover, it’s necessary to compared with other types of NiS/CdS-
based samples. The hydrogen evolution rates of some NiS/CdS-based
photocatalysts were shown in Table 1. By contrast, CAS@NiS sample
had a higher performance than that of most previous reports (including
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some complicated multiple systems), which further indicated the ad-
vantage of CdS (using oil bath treatment) and NiS (originated from NF
growth) in this work.

The density functional theory (DFT) [48-50] calculations were
performed to discuss the excellent synergistic effect between NiS rods
and CdS bulks in water splitting. According to Fig. 5a, the model ar-
chitecture of CdS possessed richer charge accumulation and higher
energy value (-19.81 eV) compared to that of NiS (Fig. 5b). And in
Fig. 5c, the corresponding charge density distribution maps of CdS
presented larger red regions with more electron than NiS, suggesting
that CdS might play a role of reservoir to store electron [51]. In addi-
tion, the obtained density of states (DOS) in Fig. 5e revealed that NiS
displayed an observably higher Fermi level than CdS [52]. This result
showed that NiS could act as an electron propellent to realize photo-
electron migration, which could redistribute the charge accumulation
in CAS@NiS catalytic system and drive more electrons to participate in
hydrogen production.

Hence, on the basis of above experiment and DFT calculation re-
sults, a feasible mechanism for explaining the electron transfer behavior
and photocatalytic H, evolution was shown in Fig. 5f. When the CdS@
NiS was irradiated, the valence band (CB) electrons (e~ ) and valence
band (VB) holes (h™) of CdS were generated facilely [37]. The VB and
CB values of CdS are reported by other researchers [28,44,47]. The
photon-generated carriers were transferred from CdS light-sensitive
material (richer charge accumulation) to NiS cocatalyst, thus realizing
the redispersion of charge. Subsequently, the accumulational electron
carriers in NiS rods would be migrated to the photocatalyst surface to
drive the H, production process, meanwhile, the VB h™ react with sa-
crificial reagent (TEOA).

4. Conclusions

To sum up, starting from NF, a novel NiS modified CdS reinforced
concrete structure was successfully obtained via a simple Oil bath
method. After introducing NiS rods, the photocurrent response cap-
ability of CAS@NiS samples was enhanced significantly. The highest
photocatalytic activity of CAS@NiS reached a recorded value of about
40601 umol h™! g~ ! under visible-light irradiation (A, > 420 nm),
which could be ascribed to the excellent synergistic effect between NiS
and CdS. NiS cocatalyst could effectively enhance the visible-light re-
sponse region of CdS after 530 nm. In addition, CdS@NiS possessed
more distinguished electron-hole pairs generation and separation
abilities than CdS/NiS-NPs and CdS-NPs/NiS respectively, demon-
strating that the advantage of NiS (originated from NF growth) and CdS
(prepared from oil bath treatment). Besides, the H, evolution rates of
CdS@NiS under A > 400 nm and full spectrum were tested to be ca.
54,674 and 72633 pumol h™! g™, respectively. Lastly, a possible pho-
tocatalytic mechanism for visible-light H, evolution by CAS@NiS was
tentatively proposed.
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