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A high-performance room-temperature NHs gas
sensor based on WO3/TiO, nanocrystals decorated
with Pt NPs7¥
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In this work, a high-performance room-temperature ammonia (NHs) gas sensor based on Pt-modified
WO3-TiO, nanocrystals was synthesized via a two-step hydrothermal method. The structural properties
were characterized by scanning electron microscopy, transmission electron microscopy, X-ray
diffraction, and X-ray photoelectron spectroscopy. The 10 at% Pt@WO=-TiO, nanocrystals present the
highest NHz sensing performance at room temperature. Compared with the nanocrystals without Pt
modification, the sensitivity of the Pt@WOz-TiO, sensor is tenfold higher, with the lowest concentration
threshold reaching the 75 ppb level. The response is approximately 92.28 to 50 ppm, and response and
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Accepted 1st April 2024 recovery times are 23 s and 8 s, respectively. The improved sensing was attributed to a synergetic
mechanism involving the space charge layer effect and Pt metal sensitization, enhancing the electron

DOI: 10.1035/d4ra00881b transfer efficiency, oxygen vacancy and specific surface area. This study is expected to guide the
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1 Introduction

Ammonia (NHs) is a colorless, water-soluble, and toxic gas with
a pungent odor, presenting in industrial, agricultural, and
automobile emissions. Many studies have confirmed that the
concentration of NH; in human exhaled breath can be used as
a specific biomarker for end-stage renal disease (ESRD)." The
NH; gas content in the exhaled breath of healthy people is
approximately 0.4-1.8 ppm, but it can exceed 14.7 ppm in
patients with ESRD.” Furthermore, NH; is utilized to evaluate
the freshness of meat since natural enzymes and microorgan-
isms break down proteins and amino acids containing sulfur to
release NH;.* Thus, real-time and effective NH; detection at
low ppm levels is urgently needed.* Metal oxide semiconductor
(MOS) materials, such as WO3, ZnO,® Sn0O,,* and CuO,” have
high sensitivity and low cost, so they are often used for the
sensing of low-concentration target gases.® Tungsten oxide
(WO3), as a typical n-type gas-sensing material, has attracted
considerable attention owing to its excellent performance in gas
monitoring.*™**
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development of high-performance room-temperature ammonia sensors for clinical breath testing.

Nevertheless, MOS-based gas sensors are still dependent on
high operating temperatures.'> According to the surface deple-
tion model,* the optimal operating temperature for gas sensors
based on WO; nanostructures is usually in the 150-350 °C
range, when adsorption and desorption processes reach
dynamic equilibrium.’** However, sensors that require high
temperatures are not suitable for some Internet of Things
devices with no power supply. Consequently, NH; sensors that
work at room temperature with very low power consumption are
needed. Many strategies have been devised to enhance the gas-
sensing properties of MOS, including heterojunction doping,**
oxygen vacancy injection,’ and metal quantum dot modifica-
tion." For instance, Yan et al. synthesized WO;/CuO core-shell
nanorod arrays through a hydrothermal method. The syner-
gistic effect of the p-n heterojunction achieved enhanced gas-
sensing performance for NHj;'” Thai et al synthesized Pt-
metal-modified SnO, films via chemical vapor deposition, and
owing to the sensitization effect of metal quantum dots, NH;
gas-sensing properties were significantly improved.'® Regret-
tably, the device showed excellent performance only at high
temperatures.

In recent years, titanium dioxide (TiO,) materials, charac-
terized by low baseline resistance and stable electron transfer,
have been increasingly employed in constructing nanoscale
heterostructures to improve gas sensor performance." To date,
some progress has been made with WO;-TiO, composites for
the detection of gases such as hydrogen,**** acetone,*
ammonia,” and ethanol.”® However, the poor sensitivity and
recovery process are thorny issues, and the detection of ppb-
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level concentrations of NH; at room temperature still remains
challenging. Further enhancing the MOS-based NH; sensitivity
may be possible by incorporating noble metal modifications
and leveraging the synergistic effects between metal nano-
particles and heterojunctions. However, according to our
research, there is limited literature documenting the influence
of co-modifying noble metals nanoparticles (NPs) and other
MOS materials for room-temperature NH; gas sensors.

In this work, NH; gas sensors that work at room temperature
were prepared based on WO;-TiO, composite nanoparticles
modified with Pt NPs. The sensors augment surface reactivity
through the synergistic effects of heterojunctions and noble
metal enhancement. Pt@WO;-TiO, hybrids were synthesized
using a secondary hydrothermal method, and various charac-
terization techniques were utilized to explore the impact of
different concentrations of Pt decoration on the nanostructure.
We also assessed the sensing response to NH; under room-
temperature conditions. Compared to previously reported
investigations, platinum-modified WO;-TiO, gas sensors
effectively meet the requirements of ambient-temperature
operation and high sensitivity. This success is attributed to
the synergism between platinum metal sensitization and het-
erojunction space charge layer effects, which has received
limited attention in previous reports.

2 Experimental
2.1 Materials

Sodium tungstate dihydrate (Na,WO,-2H,0), concentrated
sulfuric acid (98%, H,SO,), ethanol (C,HsOH), tetra-n-butyl
titanate (C16H360,4Ti), glacial acetic acid (CH;COOH), nitric acid
(68%, HNOj;), potassium chloroplatinate (K,PtCls), and
ethylene glycol (C,H¢O,) were all purchased from Aladdin
Reagents. All chemicals were of analytical grade and were used
with no further purification. The preparation process for

H,S0,
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Ethylene glycol
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composite samples is depicted in Fig. 1 and outlined in
following sections.

2.2 Fabrication of WO;-TiO,

Before experiments, powdered WO; nanocubes (Ncs) were ob-
tained using a previously reported method.* WO;-TiO, hybrids
were synthesized by a simple acid-based hydrothermal method.
0.232 g (0.001 mol) of prepared WO; was added to 10 mL of
CH;COOH. With stirring until fully mixed, 0.102 mL (30 at%) of
TBOT and 60 mL of deionized water were sequentially added to
the solution. After stirring for 30 min at room temperature, the
mixture was transferred to a 100 mL polytetrafluoroethylene
(PTFE)-lined autoclave and further hydrothermally treated at
150 °C for 10 h. Finally, the reaction product was purified by
washing with deionized water and ethanol at least three times.
After being air-dried at 80 °C, the composite sample of WO;-
TiO, was obtained via annealing at 400 °C in a muffle furnace.
The prepared sample was marked as TW.

2.3 Fabrication of Pt@WO;-TiO,

Pt NPs were decorated on the TW surface using a water bath
after synthesizing the Pt NPs by a hydrothermal method. 30 mg
of K,PtCls was dispersed in 30 mL of deionized water and 10 mL
of C,H¢O, by ultrasonication. After ultrasonication for 0.5 h, the
mixture was continuously magnetically stirred for 2 h at 80 °C in
a water bath. Subsequently, the solution was transferred to
a hydrothermal reactor and heated to 180 °C for 12 h. After
cooling to room temperature, the solution was centrifuged for
10 min, and resulting Pt nanoparticles were stored in ethanol.
Next, 0.1 g of as-provided TW powder and the Pt NPs were
combined, and ethanol was added to the solution until the
volume reached 40 mL. After stirring magnetically for 4 h, the
precipitate was purified by washing with deionized water and
ethanol at least three times to obtain the TW samples decorated
with Pt NPs. Nanomaterials with different Pt contents (1.95 mg,

o
™

-
w Pt@TW-1

. Pt@TW-2

Stirring4 h

c}

Pt@TW-3

-

Fig. 1 Schematic of the synthesis process of pure WOz, TW, and Pt@TW samples.
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19.5 mg, and 78 mg) were labeled as Pt@TW-1, Pt@TW-2, and
Pt@TW-3, respectively.

2.4 Characterization

The morphology and crystallographic structure were deter-
mined using scanning electron microscopy (SEM, FEI Sirion
200) and transmission electron microscopy (TEM, JEM-2100F).
X-ray diffraction (XRD, Bruker D8 Advance) was used to char-
acterize the chemical compositions. X-ray photoelectron spec-
troscopy (XPS, ESCALAB 250Xi, Thermo Scientific) was
employed to determine the valence states of ions, using
monochromatic Al Ko Alpha 1486.6 eV radiation. The BET
specific surface area and BJH pore size distribution were
recorded using an ASAP2460 surface area analyzer, with
nitrogen adsorption at liquid nitrogen temperature.

2.5 Sensor manufacture and gas detection

A certain amount of the prepared samples was dispersed into
5 mL of ethanol to form a paste. Then, the paste was coated onto
an alumina tube as a sensing element. Physical images of
composite materials and a tubular element are presented in ESI
Fig. S1.T The gas-sensing tests were performed using a testing
system (WS-30A, Weisheng Electronic Technology Co. Ltd, PR
China). After NH; gas was injected into the closed chamber, the
resistance change of the gas sensor was recorded. The response
of the gas sensor was calculated as follows:

where R, represents the end voltage of the sensor in air, and R,
represents the end voltage of the sensor in the target gas envi-
ronment. The response and recovery times refer to the time
required for a 90% change in total voltage. All testing results
were obtained at 65% relative humidity.

3 Results and discussion

3.1 Sample characterization

The morphology and structure of WO; TW, and Pt@TW-2
samples were characterized systematically through SEM, TEM
and EDS images. Fig. 2(a) shows that pure WO; Ncs feature
cubic or quasi-cubic shapes with sizes ranging from 80 to
150 nm and have smooth and flat surfaces. TiO, NPs are
dispersed randomly and anchored on the surface of the WO,
Ncs, as shown in Fig. 2(b). The combination of the WO; Ncs and
TiO, NPs implies that the WO; Ncs could provide more defects
and chemically active sites for the adsorption of surface gas
molecules.® After being decorated with the Pt NPs, the Pt@TW-2
sample shown in Fig. 2(c) exhibits little distinction under SEM
characterization compared to the TW sample in Fig. 2(b). We
attribute this lack of differentiation to the low Pt content.>® The
SEM images of the Pt@TW-1 and Pt@TW-3 samples, as well as
TEM results for the pure WO; and TW materials, are shown in
ESI Fig. 2.1

To further observe their structural features, we selected the
Pt@TW-2 sample to obtain TEM and element mapping images

© 2024 The Author(s). Published by the Royal Society of Chemistry
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(see Fig. 2(d-i)). In Fig. 2(e), TiO, and Pt nanoparticles enriched
on the crystal surface can be observed on the WO; Ncs, which is
consistent with SEM results in Fig. 2(b). Simultaneously, Pt
attachment to the surface of the material is evidenced by
quantum dots, as indicated in Fig. 2(f). In Fig. 2(d) and (f), the
interplanar distances of 0.370 nm and 0.343 nm precisely
correspond to bulk WO; (200) and (012), respectively, while
fringe spacings of 0.348 nm and 0.218 nm match well with the
(101) crystal face of TiO, and (111) crystal face of Pt, respectively.
Furthermore, Fig. 2(d) illustrates the close integration of WO,
and TiO,, facilitating the formation of a heterojunction. Semi-
conductor heterojunction structures can enhance the separa-
tion and transfer performance of electrons and holes,
contributing to improved sensitivity for the gas sensors.

Moreover, energy-dispersive spectroscopy (EDS) spectra were
used for the elemental analysis of the Pt@TW-2 sample, as
shown in ESI Fig. S3.7 The results confirm the coexistence of
Ti, W, and Pt elements. The EDS elemental maps clearly
delineate the distribution of W, Ti, and Pt elements within the
Pt@TW-2 sample (see Fig. 2(g-i)). These findings unequivocally
demonstrate the uniform adsorption of the Pt NPs on the
surface of the TW composite structure.

The crystal structure and composition of the prepared WO,
TW, Pt@TW-1, Pt@TW-2 and Pt@TW-3 samples were charac-
terized using X-ray diffraction (XRD), as depicted in Fig. 3. All of
the samples exhibit diffraction peaks for WO; (JCPDS no. 71-
2141).° The Pt@TW-3 sample displays diffraction peaks at
25.21° corresponding to the (101) crystal face of anatase TiO,
(JCPDS no. 71-1168).”” In Fig. 3, the peaks of anatase TiO,
cannot be found for the TW, Pt@TW-1 and Pt@TW-2 samples,
which is likely due to the peak being overwhelmed by the strong
peak from the WO; Necs. Simultaneously, diffraction peaks
observed at 39.79°, 46.28°, 67.53°, and 81.34° in the Pt@TW-1,
Pt@TW-2, and Pt@TW-3 samples, respectively, correspond to
the (111), (200), (220), and (311) crystal planes of the Pt NPs
(JCPDS no. 87-0646),”® and the intensity of the crystal face (111)
of Pt increased with increasing Pt content. The Pt@TW samples
have diffraction peaks attributable to WO3, anatase TiO,, and
the Pt NPs, indicating that the phase composition of the Pt@TW
samples consists of a mixture of TiO,, WO3, and Pt. At the same
time, no additional impurity peaks were detected in the XRD
analysis, suggesting chemical compatibility among all
components.**

The chemical states of elements (W, Ti, and O) in the WO,
TW and Pt@TW-2 samples were analyzed using X-ray photo-
electron spectroscopy (XPS), as shown in Fig. 4 and ESI Fig. S4.7
The black dotted lines represent raw XPS curves, while red lines
depict smoothed fitting results. From comprehensive XPS
survey spectra (see Fig. S4(b-e)),T elements C, W, Ti, and O are
observed in the TW and Pt@TW samples. In addition, the
Pt@TW samples reveal the additional presence of Pt. The
appearance of the C element is attributed to exposure to
ambient air.*® The W 4f binding energy curve consists of three
pairs of characteristic peaks, as shown in Fig. 4(a). For WO,
the W 4f;,, and W 4f;,, doublet components are located at
35.75 eV and 37.85 eV, respectively, with a peak separation of
approximately 2.1 eV. While the peak separation for the TW

RSC Adv, 2024, 14, 12225-12234 | 12227


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4ra00881b

Open Access Article. Published on 16 2024. Downloaded on 2026/6/9 12:46:14.

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

(cc)

RSC Advances

/
= S
0.348nm(1,0,1)

sk

0.370nm(2,0,0)

View Article Online

Paper

7~

o, X
B 0343mm(0,1,2)
“13)

Fig. 2 SEM images of (a) WOs3, (b) TW, and (c) Pt@TW-2. (d—f) TEM images of Pt@TW-2 and (g—i) EDS elemental mapping of Pt@TW-2.
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Fig. 3 X-ray diffraction (XRD) curves of the as-prepared WOz, TW,
Pt@TW-1, Pt@TW-2 and Pt@TW-3.

sample does not significantly differ from WOj;, the Pt@TW-2
sample demonstrates a slightly increased peak separation of
2.24 eV, and the doublet centers are at 35.78 eV and 38.02 eV,
respectively. These indicate the presence of W®' in all the
samples,* with the small difference in peak separation between
the WO; and Pt@TW-2 samples attributed to the surface
modification by the Pt NPs.** Ti 2p binding energy curves
exhibit two pairs of double peaks, as shown in Fig. S4(f) and
(g)-t These double peaks correspond to Ti 2ps;, and Ti 2p;),
orbitals of TiO,, indicating the presence of Ti** in the TW and
Pt@TW-2 samples.®> In Fig. 4(b), the O 1s spectra of all the

12228 | RSC Adv, 2024, 14, 12225-12234

samples are decomposed into three characteristic peaks, where
O, O,, and O, represent lattice oxygen, oxygen vacancies or
defects, and surface oxygen free radicals, respectively.*
Compared to the WO; Ncs, the concentrations of Oy, Oy, and O,
in Pt@TW-2 have changed from 84.7%, 11%, and 4.3% to
70.9%, 17%, and 12.1%, respectively. This suggests that the
Pt@TW-2 sample contains more surface oxygen, which is
conducive to the adsorption of target gas molecules and
enhanced performance of the gas sensor.** The well-dispersed
Pt NPs effectively enhance the oxygen dissociation capability
on the surface of the WO; Ncs.

3.2 Gas-sensing properties

The dynamic sensing properties of the different sensors in the
presence of 50 ppm NH; are compared in Fig. 5(a). The results
indicate that the resistance sharply decreases when the gas
sensors are exposed to NH; vapor. Subsequently, the current
sharply recovers to the initial value when NH; is rapidly
exhausted. This behavior is consistent with the sensing char-
acteristics of n-type semiconductor sensors.*® From detection
results, the Pt@TW-2 gas sensor exhibits the highest response
to NH3, with a maximum value of approximately 92.28 in the
presence of 50 ppm NH; at room temperature. Additionally, the
response/recovery time of the Pt@TW-2 sensor was evaluated
under same conditions. The Pt@TW-2 gas sensor demonstrated
an improved speed (23 s/8 s) towards 50 ppm NH; at room
temperature. The enhanced sensing properties of Pt@TW are
attributed to the synergistic effects of oxide heterojunctions and
noble metals.*® Notably, the response of the Pt@TW-3 sensor is
lower than that of the TW sensor, which is attributed to the

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 X-ray photoelectron spectroscopy (XPS) survey spectra of (a) W 4f and (b) O 1s.

excessive metal modification, which probably reduces the
contact area between the material and target gas.”

The real-time response variation of the Pt@TW-2 gas sensor
at room temperature under different NH; concentrations is
shown in Fig. 5(b). The gas sensor exhibits a stable response
from 0.5 to 400 ppm NH3, possibly benefitting from the small
particle size effect.*® Additionally, the Pt@TW-2 sensor reaches
a response of 2.4 in the presence of 0.5 ppm NH; at room
temperature. The fitting curves depicting the sensing response
under 0.5-5 ppm NH; for all the samples at room temperature
are presented in Fig. 5(c). The results indicate that all of the
sensors exhibit high sensitivity for NH; gas detection and fine
linearity, which favor quantitative analysis of gas concentra-
tions.*” Specifically, the curve for Pt@TW-2 clearly demonstrates
the steepest slope with the relationship R = 4.81569C + 0.34613
(R* = 0.99397), where R” represents the degree of fit of a linear
regression model to the data variation. According to the fitting
curve in Fig. 5(c), the detection limit of the Pt@TW-2 sensor is
75 ppb. The extremely low detection limit is advantageous for
the practical application of the NH; gas sensor in real-world
environments.

The selectivity of the WO;, TW and Pt@TW-2 sensors was
studied by measuring their responses to NH; and five inter-
fering gases, including methanol (CH3;0H), ethanol (C,HO),
ethylene glycol ((CH,OH),), formaldehyde (CH,O), isopropanol
(C3HgO) and acetone (C3HO), as illustrated in Fig. 6(a). Besides,

© 2024 The Author(s). Published by the Royal Society of Chemistry

test results for the Pt@TW-1 and Pt@TW-3 samples are dis-
played in ESI Fig. S5.f At room temperature, the sensor's
response to 50 ppm NH; is approximately 92.28, which signifi-
cantly exceeds its response to 50 ppm of the other gases.
Therefore, compared to the other gases, the Pt@TW-2 sensor
demonstrates higher sensitivity to NH3, and its selectivity for
NH; surpasses that of the WO; and TW samples, indicating that
Pt@TW-2 exhibits enhanced selectivity towards NH; in the
presence of interfering gases. These results suggest that WO;—
TiO, modified with the Pt NPs could play a significant role in
future NH; gas detection scenarios.*®

Fig. 6(b) displays the real-time dynamic response curve of the
Pt@TW-2 sensor to 50 ppm NH;. Over five cycles, the Pt@TW-2
sensor maintains a consistent maximum response value of
approximately 90, indicating its exceptional repeatability. In
Fig. 6(c), the long-term stability testing of the Pt@TW-2 sensor’s
response to 50 ppm NH; at room temperature is shown over 6
weeks with weekly testing intervals. The results reveal that the
response of the Pt@TW-2 sensor fluctuates by less than 3%
relative to the initial peak value over 6 weeks, confirming its
long-term stability. Such repeatability and stability further
enhance the practical applicability of the Pt@TW material.*

The performance of some previously reported NH; gas
sensors at room temperature is compared in Table 1. In contrast
to prior studies, this paper introduces an NH; sensor based on
Pt-doped WO,-TiO, material, offering a reduced detection limit

RSC Adv, 2024, 14, 12225-12234 | 12229
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Fig. 5

(a) Dynamic response curves of the WOz, TW, Pt@TW-1, Pt@TW-2 and Pt@TW-3 sensors to 50 ppm NHz gas at room temperature. (b)

Real-time curve for the Pt@TW-2 sensor in response to different amounts of NH3z gas ranging from 0.5 to 400 ppm at room temperature. (c)
Linearity of all the samples for NHz gas concentration from 0.5 to 5 ppm.

(0.075 ppm) and faster response/recovery times (23 s/8 s).
Hence, it stands as a promising contender for practical room-
temperature NH; sensing applications.***

3.3 Gas-sensing mechanism

The enhanced sensing mechanism of the WO; Ncs modified
with the Pt and TiO, NPs is discussed, based on comprehensive
testing results. For the pure WO; Ncs, the change of resistance
in NH; is induced by the absorption of oxygen to the material
surface.” When air is purged on the gas sensor at room
temperature, oxygen molecules bind to the surface of the WO,
Ncs and are then ionized to 0°~ (e.g., 0>, 07, and 0,7).* The
adsorption process for O°~ traps a significant number of elec-
trons from the conduction band of the semiconductor material
and forms positively charged ionized donors, which establishes
space charge layers at grain boundaries.** Grain boundary
potential barriers will prevent electrons from transferring,
leading to an increase in the WO; resistance.*” When the sensor
is exposed to NH; gas by static volumetric method, O°~ on the
surface interacts with NH; in a redox reaction, releasing
captured electrons back into WO;.*® The electrons are trans-
ported smoothly out as the thickness of the space charge layers
and barrier height decrease, thereby recovering the resistance of

12230 | RSC Adv, 2024, 14, 12225-12234

the material.*>*® NH; molecules react with oxygen ions on the
surface according to the following reaction:

2NH; (gas) + 50° (ads) — 3H,O (gas) + 2NO (gas) + 56 (1)

For the TW sensor, the enhancement of the NH; sensing
performance due to TiO, decoration is attributed to the heter-
ojunction effect between different semiconductor materials.*
As shown in Fig. 7, when the WO; Ncs are in contact with TiO,
NPs, electrons are transferred from the region with a higher
Fermi level (TiO,) to that with a lower Fermi level (WO;) until
equilibrium is attained. Simultaneously, energy bands on each
side of the interface are bent, forming a potential barrier.
Consequently, the electron transport channel narrows, and
a depletion region is generated at the interface (highlighted in
orange in Fig. 7), which results in a heterojunction.”® Upon
oxygen adsorption by the heterojunction material surface from
air, the effective cross-sectional area for charge radial transport
decreases significantly, which causes the electron transport
channel to be obstructed, resulting in a pronounced increase in
the baseline resistance of the sensor. When the heterojunction
is exposed to NH; gas, NH; reacts with TiO, to form TiN,O;
directly,”® which breaks down the WO;-TiO, heterojunction.
The phase transformation during the entire reaction process

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d4ra00881b

Open Access Article. Published on 16 2024. Downloaded on 2026/6/9 12:46:14.

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

(cc)

View Article Online

Paper RSC Advances
(a) 100
L WO, 50 ppm
o5 80 TW R.T.
£ | Elr@Tw-2
& 60F
N’
% L
7]
S 40t
= L
&
& 20}
0 b [
CH,0H C,H,O (CH,0H), CH,0 C,H;0 C,HO NH,
(b) 100 (c) 110
o ep
80F F r m ﬂ m 100}
5 - P
& 60t & 90} A—a__,
4 2
S 40} S 80}
= =
E 20 E 70}
0 400 800 1200 1600 1 2 3 4 5 6
Time(s) Time(weeks)
Fig. 6 (a) Selectivity towards 50 ppm NHz and 50 ppm other gases for the WO3, TW and Pt@TW-2 sensors at room temperature. (b) Repeated

dynamic curves for the Pt@TW-2 sensor towards 50 ppm NHs. (c) Repeated stability response for 6 weeks upon 50 ppm NHx.

proceeds in the following order: TiO, — TiN,O;_,. These
factors indirectly contribute to the reduction in the material's
resistance upon NH; exposure, thereby enhancing the sensor's
response.’”

Despite achieving an enhanced response to NH; through
TiO, doping, the response of the TW sensor remains relatively

poor. In comparison, a significant improvement in the NH; gas-
sensing response was observed after modification with the Pt
NPs. The sensitizing effect of the Pt NPs on the material is
analogous to that of TiO, and can be explained by the space
charge layer theory.*® As illustrated in Fig. 7, when the Pt NPs
and TiO, are modified on the surface of WO, electrons transfer

Table 1 Comparison of the responses for the prepared NHz sensor and those of previously reported sensors at room temperature

Temperature Concentration Response/recovery

Materials (°C) (ppm) Response (Ra/Ry) time (s) Reference
TizCoT,-TiO, RT 10 1.03 33/277 40
Sn0O,-MoS, RT 100 8.6 6/121 7
CuSbS,QDs/rGO RT 50 1.22 50/115 41

Amino acids-PANI RT 16 6.23 ND 3
MoO;_,/E Galn RT 50 1.22 ND 42

CeO, RT 500 22 3/116 43
Ce-TiO, RT 20 23.99 25/272 32
PtNps@TiO,-WO; RT 50 92.28 23/8 This work

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 7 Schematic diagram of the gas-sensing mechanism of the Pt@TW gas sensor for NHs.

from WOj; to TiO, and Pt, forming Schottky barriers and space
charge layers.>® As mentioned before, the oxygen adsorption
process in air further widens the depletion layer. Owing to the
hindering effect of the Schottky barrier, the initial resistance of
the sensor increases correspondingly. Upon exposure to NHj3,
the electrons will return to the conduction band after a reaction

occurs between NH; and O, . As a result, the space charge layer
narrows, leading to a rapid decrease in resistance.*

Fig. 8 and Table 2 present BET and BJH analysis results for
all of the prepared samples. The plots indicate that the BET
surface area of the materials increases by approximately five-to-
six times after modification, increasing from 4.79 m* g~ to
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Fig. 8 BET and BJH analysis plots for the WO3z, TW, Pt@TW-1, Pt@TW-2 and Pt@TW-3 samples.
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Table 2 Comparison of BET surface area and BJH desorption
cumulative volume of different samples

BET surface BJH volume
Sample area (m® g ") (em® g™
WO, 4.79 0.017
™ 20.55 0.071
Pt@TW-1 23.192 0.059
Pt@TW-2 24.49 0.077
Pt@TW-3 16.98 0.057

24.49 m* g~ ', Moreover, the BJH desorption cumulative volume
of pores expands from 0.017 cm® g ' t0 0.071 ecm® g~ ' and 0.077
cm?® g~ ', approximately four times that of the pure WO; sample.
Additionally, decoration with TiO, and the Pt NPs increased the
specific surface area of the material and quantity of oxygen
vacancies. The increased specific surface area facilitates
a greater proportion of adsorbed oxygen content, offering more
active sites for redox reactions.*” Oxygen vacancies are also
pivotal in the gas-sensing process and performance, as they
facilitate gas adsorption and activation in nanoscale metal
oxides, thereby improving room-temperature gas-sensing
properties.®* Simultaneously, the TW and Pt@TW-2 samples
exhibit more surface oxygen vacancies compared to pure WO,
as confirmed by XPS spectra.

4 Conclusions

A high-performance gas sensor for detecting NH; gas at room
temperature has been achieved on nanocubic WO; modified
with TiO, and Pt NPs through a two-step hydrothermal method.
The enhancement of the room-temperature NH; gas-sensing
performance of the Pt@TW sensor is caused by the spatial
charge layer effect and oxygen vacancy defects on the WO;
surface. Following modification with 10 at% Pt, the sensing
material exhibits a response of 92.28 to 50 ppm NH; and a good
linear relationship between response and concentration at
room temperature, with a rapid response and recovery time (23
s/8 s) and great gas selectivity, featuring a detection limit below
0.1 ppm. The Pt@WO,;-TiO, material demonstrates enhanced
performance and ambient-temperature response compared to
previously reported sensors, but further efforts are needed to
integrate and miniaturize gas-sensing modules. It is expected
that excellent sensing properties at room temperature are
promising for practical NH; gas detection and offer a construc-
tive approach for furthering the development of Internet of
Things (LOT) sensors.
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