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Abstract: It is both important and required to quickly and accurately detect chemical warfare agents,
such as the highly toxic nerve agent sarin. Surface-enhanced Raman scattering (SERS) has received
considerable attention due to its rapid results, high sensitivity, non-destructive data acquisition, and
unique spectroscopic fingerprint. In this work, we successfully prepared SERS cotton swabs (CSs)
for the detection of the sarin simulant agent dimethyl methyl phosphonate (DMMP) by anchoring
N1-(3-trimethoxysilylpropyl) diethylenetriamine (ATS)/silver nanoparticle (AgNP) nanocomposites
on CSs using ATS as the stabilizer and coupling agent. Simultaneously, the binding mode and reaction
mechanics between the AgNP, ATS, and CS were confirmed by XPS. The modified CSs exhibited good
uniformity, stability, and adsorption capability for SERS measurements, enabling the adsorption and
detection of DMMP residue from an irregular surface via a simple swabbing process, with a detection
limit of 1 g/L. The relative standard deviations (RSDs) of RSD710 = 5.6% had high reproducibility. In
this research, the fabrication method could easily be extended to other cellulose compounds, such as
natural fibers and paper. Furthermore, the versatile SERS CSs can be used for the on-site detection
of DMMP, particularly in civil and defense applications, to guarantee food security and the health
of the population.

Keywords: SERS cotton swab; silver nanoparticles; versatile SERS substrate; chemical warfare agent
simulant (DMMP)

1. Introduction

Nerve agents (NAs) strongly bind to the essential human enzyme acetylcholinesterase
(AChE) and are highly toxic chemical weapons. Organophosphate NAs are employed
as chemical warfare agents, the most toxic substances, including sarin, tabun, cyclosarin,
and soman [1]. Intoxication with an organophosphorus compound typically results in
incontinence, salivation, muscle twitching, and ultimately death. If sarin is absorbed
through the skin, eyes, or respiratory tract of a person, death may occur within one to
ten minutes [2].

Several detection techniques for liquid NAs have been developed, such as high-performance
liquid chromatography [3,4], liquid chromatography with mass spectrometry [5,6], Fourier trans-
form/infrared spectrometry [7,8], and nuclear magnetic resonance spectrometry [9]. Although
these detection methods produce fairly reliable results, there are limitations, such as inconve-
niences with regards to transportation in the field and the requirement for special personnel for
operation. Considering the situational urgency that chemical agents may cause, these methods
are, therefore, not suitable for in situ measurements. As a result, there is still a need for highly sen-
sitive, quick, robust, and dependable technology that is readily operable by relatively untrained
first responders and homeland security operatives in the field.

Surface-enhanced Raman scattering (SERS) spectroscopy is one of the most effective
detection tools with vast applications in homeland security. It offers some obvious advan-
tages, including a fast response, high sensitivity, and fingerprint characteristics, over other
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spectroscopic methods. SERS spectroscopy has been frequently used in the fields of the
detection of explosives [10–12] and environmental pollutants [13,14]. However, because
organophosphorus NAs have only a weak interaction with highly SERS-activated noble
metal substrates, they are hardly adsorbed on the substrates, or have only a very short
residence time on them [15]. It is a challenge to effectively catch such molecules that weakly
interact with metal substrates for enhanced Raman-based detection.

In this study, dimethyl methyl phosphonate (DMMP) was chosen as the sarin simula-
tion agent. Two steps were used to prepare the SERS cotton swabs (CSs). First, the prepa-
ration procedure of N1-(3-trimethoxysilylpropyl) diethylenetriamine (ATS)-incorporated
silver nanoparticles (AgNPs) included the complexing adsorption of Ag+ onto the amino
groups. After that, an in situ chemical reduction method was employed using sodium
borohydride as a reducing agent. The three amine groups of ATS present in the ATS/AgNP
nanocomposites not only interact with the AgNPs, but also prevent them from agglomer-
ating. Second, the presence of ATS in the ATS/AgNP nanocomposites can further form
covalent bonds on the CS surface via the reactions of hydrolysis and condensation. The
SERS CSs were of high flexibility with strong adsorption, owing to the anchoring of the
ATS/AgNP nanocomposites on cotton fibers using ATS as the coupling agent. The versatile
SERS CS composites have the advantages of a low cost and a simple method for SERS
detection by wiping and adsorption from the uneven surface of the sample. This versatile
SERS CS potentially represents a valuable method for the on-site detection of the sarin
simulation agent.

2. Results and Discussion
2.1. Characterization of ATS/AgNPs/CS

Figure 1 shows the UV–Vis spectrum of the as-synthesized amine-stabilized AgNPs.
The absorbance maxima appeared at 409 nm, which was due to the typical plasmonic
absorption of AgNPs [16]. The AgNPs were obtained as stable yellow colloids (Figure 1,
inset). The results indicate that the silver ions in the ATS solution were reduced to AgNPs
after treatment with the NaBH4 solution for 1 to 72 h, and the quantity of AgNPs decreased
with the duration of the reaction. The reaction of ATS/AgNPs tended to be stable after 24 h,
so a 24-hour sample was obtained for a follow-up experiment. ATS was used as a stabilizer
of the colloidal AgNPs, which remained stable for a long time without a modification of
optical properties or the appearance of precipitates.
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Figure 1. UV–Vis spectra indicating ATS/AgNPs synthesis recorded as a function of time
(λ max = 409 nm). Inset images in UV–Vis spectra show colors ATS/AgNPs solutions.
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Figure 2 shows an XRD pattern expressing the crystallinity and structural features
of the prepared ATS and ATS/AgNP composite. A broad peak centered at a 2θ value of
around 20–30◦ was assigned to the amorphous nature of ATS. No other diffraction peaks
were detected. The diffraction pattern of the ATS/AgNP nanocomposite showed sharp
characteristic peaks at 2θ = 38.2◦, 44.2◦, 64.4◦, and 77.5◦, corresponding to the (111), (200),
(220), and (311) crystalline planes of the face-centered cubic (fcc) crystalline structure of
metallic silver, respectively (JCPDS file No. 04-0783) [17]. In addition, the characteristic
peak of ATS was retained in the ATS/AgNP nanocomposite, which appeared at about
22.5◦ [18]. Figure 3a presents a TEM image of an ATS/AgNP nanocomposite with a size
of about 20 nm. The Figure 3b inset shows the (111) plane orientations present in a single
particle. A lattice image shows an interplanar spacing of 0.24 nm, corresponding to the
(111) lattice plane of cubic Ag (JCPDS Card No. 04-0783). The value agreed well with
the d values for the (111) planes of the AgNPs [19]. These results are in good agreement
with our XRD results. Thus, it is evident that the black-colored particles of the ATS/AgNP
nanocomposite observed on TEM were AgNPs [20,21]. In addition, energy-dispersive
X-ray analysis was utilized to determine the chemical composition of the ATS/AgNP
nanocomposite. From the energy-dispersive spectra (EDS) of the composites (Figure 3c),
it could be clearly seen that C (13.7%), N (11.9%), O (45.8%), Si (15.4%), and Ag (13.2%)
were the main components. Figure 3d shows the SAED pattern of the ATS/AgNPs. The
pattern was indexed using digital Micrograph software and was found to agree well with
the planes of silver. Therefore, the UV–Vis, XRD, TEM, and EDS results all indicate that
Ag+ was adsorbed by the amine functional groups on ATS and successfully reduced to
AgNPs by simple in situ chemical reduction with NaBH4.
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Figure 2. The XRD spectra of ATS and ATS/AgNPs.

SEM images elaborated upon the features of the CS surface. The surface topography of
the CS is shown in Figure 4a–d, and it was very clean before the bonding of the ATS/AgNP
nanocomposite. When the ATS/AgNP nanocomposite was assembled onto the surface of
the CS fibers via the reactions of hydrolysis and condensation, as shown in Figure 4e–g, the
surface became roughened, but the fiber diameter remained unchanged. Figure 4h shows
that the AgNPs were randomly deposited on the entire surface of the CS [22]. According to
the qualitative EDS analysis, the presence of C (67.51%), N (5.17%), O (21.14%), Si (0.57%),
and Ag (5.61%), the major components of ATS and AgNPs, confirmed the presence of ATS
and AgNPs in the flexible ATS/AgNPs/CS (Figure 4j).
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2.2. ATS/AgNPs/CS Conjugate Bonding Study

In order to demonstrate the chemical states of the atoms in ATS, ATS/AgNPs, and
ATS/AgNPs/CS, X-ray photoelectron spectroscopy (XPS) was employed for investigation.
Compared with the pristine ATS, the appearance of Ag 3d proved that Ag+ was successfully
dispersed in the ATS/AgNP solution by an in situ reduction in AgNPs. The high-resolution
Ag 3d spectrum of ATS/AgNPs, as shown in Figure 5a, presented peaks at binding energies
of 368.5 eV and 364.5 eV, which corresponded with Ag 3d5/2 and Ag 3d3/2, respectively.
The 6 eV splitting of the 3D doublet, owing to spin–orbit coupling, further substantiated
the presence of Ag element in the ATS/AgNP nanocomposite. The high content of silver
element observed from the XPS spectra was in good agreement with the EDS results and
SEM images, indicating that a large quantity of AgNPs was dispersed in the ATS solution.
According to curve-fitting, Ag 3d5/2 of ATS/AgNPs had two peaks with binding energies
of 368.5 and 368.9 eV, which corresponded with Ag0 and Ag-N, respectively [23,24]. The
high-resolution spectrum of Ag 3d of ATS/AgNPs/CS showed that the spectrum could be
fitted to six peaks. Besides the four peaks attributed to Ag0 (blue curves) and Ag-N bonds
(pink curves), there were two new peaks (green curves) at 369.9 and 375.9 eV. As positively
charged silver ions on the surface of the nanoparticles were bound to the anionic oxygen
of the hydroxy group of the CS, the Ag 3d5/2 peak at 369.9 eV and the Ag 3d3/2 peak at
375.9 eV were both attributed to the Ag←O bond. The Ag 3D level presented a clear shift
to higher binding energies, attributed to electron-donor behavior through the Ag surface.
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A detailed look at the high-resolution spectrum of N 1 s (Figure 5b) revealed two
clear peaks at 399.1 and 400.9 eV, corresponding to C-NH2 and C-NH, respectively. The N
1s spectrum for ATS/AgNPs presented four obvious characteristic binding energy peaks
located at 399.1 eV, 399.7 eV, 400.9 eV, and 407.2 eV. It was noticeable that the C-NH2
feature peak of ATS/AgNPs at 399.7 eV apparently shifted to a higher binding energy and
decreased in intensity, corresponding to the N 1s spectrum of ATS. This result indicates that
the interaction forces of the functional groups with Ag+ were of the order -NH2 > -NH-. In
the high-resolution scan of N 1s after the Ag induction, a new peak appeared at 399.1 eV,
attributable to a -HN→Ag species [25,26]. Meanwhile, the additional peak at 407.2 eV
corresponded to nitrate ions present in the ATS/AgNP solution [27,28]. The N 1s level
presented a clear shift to higher binding energies, indicating electron-donor behavior
through nitrogen.

Moreover, ATS and ATS/AgNPs exhibited three O 1s peaks (Figure 5c) at 530.9 eV,
532.1 eV, and 532.9 eV, which corresponded with Si-O-C, Si-O-Si, and Si-OH, respectively. It
was noticeable that the Si-O-C feature peak of ATS/AgNPs at 530.9 eV apparently decreased
in intensity, corresponding to the N 1s spectrum of ATS. Meanwhile, the feature peak for
ATS/AgNPs showed increased intensities of Si-OH and Si-O-Si, which were attributed to
the reactions of hydrolysis and condensation of ATS present in the ATS/AgNP solution.
The high-resolution spectrum of O 1s of ATS/AgNPs/CS could be fitted with five peaks.
There were three new peaks at 530.0 (green curves), 530.9 (orange curves), and 534.0 eV
(light purple curves), corresponding to Ag←O-C, Si-O-C, and C-OH, respectively. The
Ag←O bond was derived from the combination of positively charged silver ions on the
nanoparticle surface with the anionic oxygen of the hydroxyl group of CS. The C-OH
was derived from the hydroxyl group of CS, while the Si-O-C bond was derived from the
reaction following condensation of the Si atom in the ATS/AgNP solution with the anionic
oxygen of the hydroxyl group of CS.

ATS and ATS/AgNPs exhibited two Si 2p peaks, respectively (Figure 5d), with ATS
peaks at 101.8 eV and 102.5 eV, corresponding to O-Si-C and O-Si-O, respectively. The
O-Si-C feature peak of ATS/AgNPs at 102.4 eV apparently decreased in intensity, corre-
sponding to the Si 2p spectrum of ATS. Meanwhile, the feature peak for ATS/AgNPs
showed an increased intensity of O-Si-O, which was attributed to the reactions of hydrol-
ysis and condensation of ATS present in the ATS/AgNP solution. The high-resolution
spectrum of Si 2p of ATS/AgNPs/CS could be fitted with three peaks. There was a new
peak at 101.1 eV (green curves), corresponding to O-Si-C. The O atom was derived from
the hydroxyl group of CS.

From the above analysis, it is clear that there were remarkable differences in the N
1s peaks between ATS and ATS/AgNPs. The ATS protective agent contained -NH2 and
-NH functional groups, which served to interact with AgNPs through chemisorption or
physisorption. The results may indicate that the ATS/AgNP nanocomplex was formed
through a coordinated covalent bond, because the nitrogen has a greater tendency to donate
its pair of electrons to a metal [29].

2.3. Sensitivity of ATS/AgNPs/CS

For the SERS sensitivity evaluation of ATS/AgNPs/CS, DMMP was diluted and
dripped onto the versatile SERS CS at concentrations ranging from 1 g/L to 35 g/L
(Figure 6a). There was a prominent feature peak in the SERS spectrum of DMMP at
710 cm−1; this feature peak was assigned to a combined vibrational mode, including the
symmetrical stretching of the two single P-O bonds and the P-C bond [30–32]. It was
observed that the intensity of the prominent peak of DMMP at 710 cm−1 declined steadily
with a decrease in DMMP concentration. SERS spectra were collected from three different
points of the versatile SERS CS. Figure 6b shows the linear calibration curve of different
DMMP concentrations. The linear regression equation was y = 628.6 + 246.6x, and the
correlation coefficient (R2) of 0.9947 was of an approximately linear relation. It was ob-
served that a good linear relationship existed between the areas and concentrations of the
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Raman peaks. The limit of detection for DMMP using the versatile SERS CSs was 1 g/L.
In addition, Table 1 compares the analytical performances of various SERS sensors for the
detection limit of DMMP, indicating that our SERS sensors were comparable with other
SERS sensors reported in the literature.
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Figure 6. (a) SERS spectra of DMMP with varied concentrations (1 g/L to 35 g/L) acquired from
ATS/AgNPs/CS. (b) The Raman intensity measured at 710 cm−1 was plotted as a function of
DMMP concentrations.

Table 1. The analytical performances of various SERS sensors for the detection limit of DMMP
were compared.

Entry SERS Substrates Attribute Sampling
(Liquid)

Limit of
Detection

Targeted
Analytes Ref.

1 AgO Rigid Drip Casting 1 ppm
DMMP CEES

DEPA
PMP

[33]

2 Au/Ag Rigid Drip Casting ~0.01 mg/m3

TPP
DMMP

Dicrotophos
Malathion

[34]

3 PS/Au/ITO Rigid Drip Casting 0.1 mol/L DMMP [35]

4 Au@ZrO2 Rigid Drip Casting 100 mg/kg DMMP [36]

5 ATS/AgNPs/CS Flexible
Drip Casting

Swabbing
Adsorption

1 g/L DMMP This work

2.4. Reproducibility of ATS/AgNPs/CS

In order to verify the SERS signal reproducibility, we selected 10 random locations
on the surface of a versatile SERS CS from which to obtain SERS spectra, as shown in
Figure 7a. The results revealed that the RSD value calculated from the SERS signal areas at
the prominent peak of 710 cm−1 from different locations was 5.6% (Figure 7b). From the
observed results, it was concluded that a great SERS signal reproducibility of the versatile
SERS CS was achieved, with a relatively low RSD value. The main reasons for the good
reproducibility were the simplicity of the fabrication method and the innate homogeneity
of the cotton fibers.
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Figure 7. Reproducibility of the ATS/AgNPs/CS. (a) SERS spectra of DMMP (5 g/L) measured on
ATS/AgNPs/CS from 10 random spots. (b) The band at 710 cm−1 was used for determination of the
signal reproducibility of the substrate.

2.5. Stability of ATS/AgNPs/CS

Furthermore, the SERS stability of the versatile SERS CSs against DMMP was also
investigated. The Raman spectra of the recently prepared and modified CSs and the
modified CSs stored for three months were compared. Although the characteristic peak
intensity decreased with time, a good enhancement effect was still observed (Figure 8).
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(a) Freshly prepared and (b) Three months later.

3. Experimental
3.1. Materials and Apparatus

ATS, sodium borohydride (NaBH4), Silver nitrate (AgNO3) and DMMP were procured
from Sigma-Aldrich, Missouri, USA. All solutions were prepared with ultrapure water
with a resistivity of no less than 18.2 MΩ·cm−1. CSs were obtained from Yuh Shiuans, New
Taipei City, Taiwan. UV–visible absorption spectra were measured using a CT-8600 UV–Vis
spectrophotometer (ChromTech, Bad Camberg, Germany). The morphologic details and
energy-dispersive X-rays of the samples were obtained using a scanning electron micro-
scope (SEM, JSM-7600F, JEOL, Tokyo, Japan). The crystallinity and structural features of
the composite were measured by an X-ray diffractometer (D2 PHASER, Bruker, Karlsruhe,
Germany). The morphologies and lattices of the samples were measured using a Tecnai F30
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high-resolution transmission electron microscope (HRTEM, FEI, Noord-Brabant, Nether-
lands). The composition of the composites was measured using an ESCALAB 250 X-ray
photoelectron spectroscopy (XPS) spectrometer (VG Scientific, East Grinstead, UK). The
SERS spectra of the samples were recorded and analyzed using a TRIAX 550 Raman spec-
trometer (Horiba, Kyoto, Japan). The excitation wavelength was 532 nm. All Raman spectra
were acquired with an integration time of 8 s.

3.2. Synthesis of ATS-Stabilized AgNPs

An aqueous solution of ATS (100 µL, 3 M) was added to a AgNO3 (10 mL, 0.01 M)
solution with stirring at room temperature for 24 h to allow sufficient interaction between
Ag+ and the amino groups. Then, the mixture was added to a NaBH4 (30 mL, 0.02 M)
solution with stirring at room temperature for 24 h. The reaction quickly turned from
colorless to brown in a few minutes. After 6 h, the final color changed to yellow. Specifically,
the preparation procedure of ATS-incorporated AgNPs included the complexing adsorption
of Ag+ onto the amino groups, followed by a simple in situ chemical reduction method
using NaBH4 as the reducing agent. ATS stabilized the AgNPs in a colloidal state owing to
the complexing adsorption of Ag+ onto the amino groups.

3.3. Fabrication of SERS Cotton Swabs

The versatile SERS CSs were made as follows. The CSs were soaked in 200 µL of
ATS/AgNPs solution for 0.5 h. Then, the resulting wet samples were parched in an oven
at 70 ◦C for 4 h to activate the cotton fibers. The above step was repeated 3 times. The
resulting product was designated ATS/AgNPs/CS. Finally, the versatile SERS CSs were
saved in zipper storage bags and dried in a moisture-proof box for future use (Figure 9).
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3.4. Detection of DMMP Using ATS/AgNPs/CS

For sensitivity testing, eight different concentrations of DMMP standard solution
(1, 5, 10, 15, 20, 25, 30 and 35 g/L) were prepared. For the experiment, 200 µL of DMMP
solution at various concentrations was dropped on the versatile SERS CS substrate, then
dried in the air. After the evaporation of the solvent, the SERS spectrum was recorded at
three stochastic points selected on each SERS CS.

For the reproducibility test, 200 µL of a 5 g/L DMMP solution was dropped on the
modified CS substrate, then dried in the air. On the versatile SERS CS substrate, ten random
locations were chosen and averaged for the recording of SERS spectra.

For the stability test, the modified CSs were saved in zipper storage bags and dried in
a moisture-proof box. The storage time was three months. Then, 200 µL of 5 g/L DMMP
solution was dropped on the versatile SERS CS substrate, and the Raman spectroscopy
performance was compared between the CSs before and after storage.

4. Conclusions

In this study, we successfully prepared versatile SERS CSs for the detection of the
sarin simulation agent DMMP by anchoring ATS/AgNP nanocomposites on CSs using
ATS as the stabilizer and coupling agent. The versatile SERS CSs had an excellent water
absorption capacity and flexibility. The versatile SERS CSs exhibited a good SERS per-
formance with a detection limit of 1 g/L for DMMP. The relative standard deviations
(RSDs) of RSD710 = 5.6% had a high reproducibility. Simultaneously, we demonstrated the
binding modes and reaction mechanics between ATS, AgNPs, and CS in an XPS spectrum.
In addition, the versatile SERS CS composites had the advantages of a low cost and an
easy method of SERS detection by wiping and adsorption from the surface of the sample.
Finally, this study provided a new method of application for defense and environmental
monitoring that enables the on-site detection of the sarin simulation agent.

Author Contributions: W.-C.H.: the conception and design of the study; drafting of the article;
and final approval of the version to be submitted. H.-R.C.: acquisition of data; and analysis and
interpretation of data. All authors have read and agreed to the published version of the manuscript.

Funding: The authors thank the Ministry Science and Technology for supporting this work
(MOST 110-2221-E-606-001-).

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: All data related to this study are presented in this publication.

Acknowledgments: The authors thank the Ministry Science and Technology for supporting this
work (MOST 110-2221-E-606-001-).

Conflicts of Interest: The authors declare that there is no conflict of interest.

References
1. Ortiz-Rivera, W.; Pacheco-Londoño, L.C.; Hernández-Rivera, S.P. Remote Continuous Wave and Pulsed Laser Raman Detection

of Chemical Warfare Agents Simulants and Toxic Industrial Compounds. Sens. Imaging 2010, 11, 131–145. [CrossRef]
2. Wu, J.; Zhu, Y.; Gao, J.; Chen, J.; Feng, J.; Guo, L.; Xie, J. A simple and sensitive surface-enhanced Raman spectroscopic

discriminative detection of organophosphorous nerve agents. Anal. Bioanal. Chem. 2017, 409, 5091–5099. [CrossRef]
3. Baygildiev, T.M.; Vokuev, M.F.; Oreshkin, D.V.; Braun, A.V.; Godovikov, I.A.; Rybalchenko, I.V.; Rodin, I.A. p-Methoxyphenacyl

Bromide as a Versatile Reagent for the Determination of Alkylphosphonic and Alkylmethylphosphonic Acids by High-
Performance Liquid and Gas Chromatography with Mass Spectrometric Detection. J. Anal. Chem. 2020, 75, 1708–1718.
[CrossRef]

4. B’Hymer, C. A Brief Overview of HPLC–MS Analysis of Alkyl Methylphosphonic Acid Degradation Products of Nerve Agent.
J. Chromatogr. Sci. 2019, 57, 606–617. [CrossRef] [PubMed]

5. Blanca, M.; Shifrovitch, A.; Madmon, M.; Elgarisi, M.; Dachir, S.; Lazar, S.; Baranes, S.; Egoz, I.; Avraham, M.; Jaoui, H.D.; et al.
Retrospective determination of regenerated nerve agent sarin in human blood by liquid chromatography–mass spectrometry and
in vivo implementation in rabbit. Arch. Toxicol. 2019, 13, 103–111. [CrossRef] [PubMed]

http://doi.org/10.1007/s11220-010-0055-9
http://doi.org/10.1007/s00216-017-0457-9
http://doi.org/10.1134/S106193482013002X
http://doi.org/10.1093/chromsci/bmz034
http://www.ncbi.nlm.nih.gov/pubmed/30994880
http://doi.org/10.1007/s00204-019-02622-3
http://www.ncbi.nlm.nih.gov/pubmed/31720697


Molecules 2023, 28, 520 11 of 12

6. Zhang, M.; Liu, Y.; Chen, J.; Liu, H.; Lu, X.; Wu, J.; Zhang, Y.; Lin, Y.; Liu, Q.; Wang, H.; et al. Sensitive Untargeted Screening of
Nerve Agents and Their Degradation Products Using Liquid Chromatography-High Resolution Mass Spectrometry. Anal. Chem.
2020, 92, 10578–10587. [CrossRef]

7. Gäb, J.; Melzer, M.; Kehe, K.; Richardt, A.; Blum, M.M. Quantification of hydrolysis of toxic organophosphates and organophos-
phonates by diisopropyl fluorophosphatase from Loligo vulgaris by in situ Fourier transform infrared spectroscopy. Anal. Biochem.
2008, 385, 187–193. [CrossRef]

8. Garg, P.; Pardasani, D.; Mazumder, A.; Purohit, A.; Dubey, D.K. Dispersive solid-phase extraction for in-sorbent Fourier-transform
infrared detection and identification of nerve agent simulants in analysis for verification of chemical weapon convention. Anal.
Bioanal. Chem. 2011, 399, 955–963. [CrossRef]

9. Zhang, D.; Zhang, W.; Lin, Z.; Dong, J.; Zhen, N.; Chi, Y.; Hu, C. Mono- and Di-Sc-Substituted Keggin Polyoxometalates Effective
Lewis Acid Catalysts for Nerve Agent Simulant Hydrolysis and Mechanistic Insights. Inorg. Chem. 2020, 59, 9756–9764. [CrossRef]

10. Wu, J.; Zhang, L.; Huang, F.; Dai, X.J.H.; Wu, W. Surface enhanced Raman scattering substrate for the detection of explosives:
Construction strategy and dimensional effect. J. Hazard. Mater. 2020, 387, 121714. [CrossRef]

11. Huang, Y.; Liu, W.; Gong, Z.; Wu, W.; Fan, M.; Wang, D.; Brolo, A.G. Detection of Buried Explosives Using a Surface-Enhanced
Raman Scattering (SERS) Substrate Tailored for Miniaturized Spectrometers. ACS Sens. 2020, 5, 2933–2939. [CrossRef]

12. Verma, A.K.; Soni, R.K. Ultrasensitive surface-enhanced Raman spectroscopy detection of explosive molecules with multibranched
silver nanostructures. J. Raman Spectrosc. 2022, 53, 694–708. [CrossRef]

13. Moldovan, R.; Iacob, B.C.; Farcău, C.; Bodoki, E.; Oprean, R. Strategies for SERS Detection of Organochlorine Pesticides.
Nanomaterials 2021, 11, 304. [CrossRef]

14. Wang, S.; Sun, B.; Jiang, H.; Jin, Y.; Feng, J.; An, F.; Wanga, H.; Xu, W. Facile and robust fabrication of hierarchical Au nanorods/Ag
nanowire SERS substrates for the sensitive detection of dyes and pesticides. Anal. Methods 2022, 14, 1041–1050. [CrossRef]

15. Zhao, Q.; Liu, G.; Zhang, H.; Zhou, F.; Li, Y.; Cai, W. SERS-based ultrasensitive detection of organophosphorus nerveagents via
substrate’s surface modification. J. Hazard. Mater. 2017, 324, 194–202. [CrossRef]

16. Roldán, M.V.; Scaffardi, L.B.; De Sanctis, O.; Pellegri, N. Optical properties and extinction spectroscopy to characterize the
synthesis of amine capped silver nanoparticles. Mater. Chem. Phys. 2008, 112, 984–990. [CrossRef]

17. Mekonnen, M.L.; Chen, C.H.; Su, W.N.; Hwang, B.J. 3D-functionalized shell isolated Ag nanocubes on a miniaturized flexible
platform for sensitive and selective SERS detection of small molecules. Microchem. J. 2018, 142, 305–312. [CrossRef]

18. Mohan, S.; Oluwafemi, O.S.; Songca, S.P.; Rouxel, D.; Miska, P.; Lewu, F.B.; Kalarikkal, N.; Thomas, S. Nandakumar Kalarikkal
and Sabu Thomas, Completely green synthesis of silver nanoparticle decorated MWCNT and its antibacterial and catalytic
properties. Pure Appl. Chem. 2016, 88, 71–81. [CrossRef]

19. Nivethaa, E.A.K.; Narayanan, V.; Stephen, A. Synthesis and spectral characterization of silver embedded chitosan matrix
nanocomposite for the selective colorimetric sensing of toxic mercury. Spectrochim. Acta Part A Mol. Biomol. Spectrosc. 2015, 143,
242–250. [CrossRef]

20. Gebregeorgis, A.; Bhan, C.; Wilson, O.; Raghavan, D. Characterization of Silver/Bovine Serum Albumin (Ag/BSA) nanoparticles
structure: Morphological, compositional, and interaction studies. J. Colloid Interface Sci. 2013, 389, 31–41. [CrossRef]

21. Sumesh, E.; Bootharaju, M.S.; Anshup; Pradeep, T. A practical silver nanoparticle-based adsorbent for the removal of Hg2+ from
water. J. Hazard. Mater. 2011, 189, 450–457. [CrossRef]

22. Liu, S.; Cui, R.; Ma, Y.; Yu, Q.; Kannegulla, A.; Wu, B.; Fan, H.; Wang, A.X.; Kong, X. Plasmonic cellulose textile fiber from waste
paper for BPA sensing by SERS. Biomol. Spectrosc. 2020, 227, 117664. [CrossRef]

23. Nhat, V.T.; Patra, A.K.; Kim, D. Reductant-Free Synthesis of Silver Nanoparticles by Functionalized Hollow Doughnut Mesoporous
Silica Nanoparticles for Preparation of Catalytic Nanoreactor. ChemistrySelect 2018, 3, 1772–1780.

24. Frattini, A.; Pellegri, N.; Nicastro, D.; de Sanctis, O. Effect of amine groups in the synthesis of Ag nanoparticles using aminosilanes.
Mater. Chem. Phys. 2005, 94, 148–152. [CrossRef]

25. Duan, L.; Wang, P.; Yu, X.; Han, X.; Chen, Y.; Zhao, P.; Lia, D.; Yao, R. The synthesis and characterization of Ag–N dual-doped
p-type ZnO: Experiment and theory. Phys. Chem. Chem. Phys. 2014, 16, 4092–4097. [CrossRef] [PubMed]

26. Roldán, M.V.; Pellegri, N.; de Sanctis, O. SiO2-K2O-MgO vitreous films doped with erbium and Silver nanoparticles for optical
applications. Opt. Mater. 2011, 33, 1921–1926. [CrossRef]

27. Dhayagude, A.C.; Maiti, N.; Debnath, A.K.; Joshi, S.S.; Kapoor, S. Metal nanoparticle catalyzed charge rearrangement in
selenourea probed by surface-enhanced Raman scattering. RSC Adv. 2016, 6, 17405–17414. [CrossRef]

28. Yang, F.; Long, S.; Zhou, S.; Li, X.; Liu, X.; Gaoa, S.; Kong, Y. Aminosilane decorated carbon template-induced in situ encapsulation
of multiple-Ag-cores inside mesoporous hollow silica. RSC Adv. 2016, 6, 30852–30861. [CrossRef]

29. Chang, C.S.; Wu, K.H.; Hsu, C.Y. Silver nanoparticles embedded cotton swab as surface-enhanced Raman scattering substrate
combination of smartphone app for detection of carbofuran residues. Mater. Express 2022, 12, 98–105. [CrossRef]

30. Lafuente, M.; De Marchi, S.; Urbiztondo, M.; Pastoriza-Santos, I.; Pérez-Juste, I.; Santamaría, J.; Mallada, R.; Pina, M. Plasmonic
MOF Thin Films with Raman Internal Standard for Fast and Ultrasensitive SERS Detection of Chemical Warfare Agents in
Ambient Air. ACS Sen. 2021, 6, 2241–2251.

31. Costa, J.C.S.; Ando, R.A.; Sant’Ana, A.C.; Corio, P. Surface-enhanced Raman spectroscopy studies of organophosphorous model
molecules and pesticides. Phys. Chem. Chem. Phys. 2012, 14, 15645–15651. [CrossRef]

http://doi.org/10.1021/acs.analchem.0c01508
http://doi.org/10.1016/j.ab.2008.11.012
http://doi.org/10.1007/s00216-010-4337-9
http://doi.org/10.1021/acs.inorgchem.0c00976
http://doi.org/10.1016/j.jhazmat.2019.121714
http://doi.org/10.1021/acssensors.0c01412
http://doi.org/10.1002/jrs.6294
http://doi.org/10.3390/nano11020304
http://doi.org/10.1039/D1AY02080C
http://doi.org/10.1016/j.jhazmat.2016.10.049
http://doi.org/10.1016/j.matchemphys.2008.06.057
http://doi.org/10.1016/j.microc.2018.06.039
http://doi.org/10.1515/pac-2015-0602
http://doi.org/10.1016/j.saa.2015.01.075
http://doi.org/10.1016/j.jcis.2012.08.041
http://doi.org/10.1016/j.jhazmat.2011.02.061
http://doi.org/10.1016/j.saa.2019.117664
http://doi.org/10.1016/j.matchemphys.2005.04.023
http://doi.org/10.1039/c3cp53067a
http://www.ncbi.nlm.nih.gov/pubmed/24448605
http://doi.org/10.1016/j.optmat.2011.03.027
http://doi.org/10.1039/C5RA24583D
http://doi.org/10.1039/C6RA05494C
http://doi.org/10.1166/mex.2022.2124
http://doi.org/10.1039/c2cp42496g


Molecules 2023, 28, 520 12 of 12

32. Yan, F.; Stokes, D.L.; Wabuyele, M.B.; Griffin, G.D.; Vass, A.A.; Vo-Dinh, T. Surface-Enhanced Raman scattering (SERS) detection
for chemical and biological agents. In Proceedings of the Biomedical Optics 2004, San Jose, CA, USA, 24–29 January 2004;
Volume 5321, pp. 1–7.

33. Yan, F.; Wabuyele, M.B.; Griffin, G.D.; Vass, A.A.; Vo-Dinh, T. Surface-Enhanced Raman Scattering Detection of Chemical and
Biological Agent Simulants. IEEE Sens. J. 2005, 5, 665–670. [CrossRef]

34. Hoffmann, J.A.; Miragliotta, J.A.; Wang, J.; Tyagi, P.; Maddanimath, T.; Gracias, D.H.; Papadakis, S.J. Nanowire-based surface-
enhanced Raman spectroscopy (SERS) for chemical warfare simulants. In Proceedings of the SPIE Defense, Security, and Sensing,
Baltimore, MD, USA, 23–27 April 2012; Volume 8373, pp. 511–519.

35. Wang, J.G.; Duan, G.T.; Liu, G.Q.; Li, Y.; Chen, Z.X.; Xu, L.; Cai, W.P. Detection of dimethyl methylphosphonate by thin water
filmconfined surface-enhanced Raman scattering method. J. Hazard. Mater. 2016, 303, 94–100. [CrossRef]

36. Li, T.J.; Wen, B.Y.; Zhang, Y.J.; Zhang, L.; Li, J.F. Au@ZrO2 core-shell nanoparticles as a surface-enhanced Raman scattering
substrate for organophosphoruscompounds detection. J. Raman Spectrosc. 2022, 53, 1386–1393. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

http://doi.org/10.1109/JSEN.2005.850993
http://doi.org/10.1016/j.jhazmat.2015.10.022
http://doi.org/10.1002/jrs.6373

	Introduction 
	Results and Discussion 
	Characterization of ATS/AgNPs/CS 
	ATS/AgNPs/CS Conjugate Bonding Study 
	Sensitivity of ATS/AgNPs/CS 
	Reproducibility of ATS/AgNPs/CS 
	Stability of ATS/AgNPs/CS 

	Experimental 
	Materials and Apparatus 
	Synthesis of ATS-Stabilized AgNPs 
	Fabrication of SERS Cotton Swabs 
	Detection of DMMP Using ATS/AgNPs/CS 

	Conclusions 
	References

