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Abstract: For real application, it is an urgent demand to fabricate stable and flexible surface-enhanced
Raman scattering (SERS) substrates with high enhancement factors in a large-scale and facile way.
Herein, by using the electrospinning technique, a hydrophobic and flexible poly(styrene-co-butadiene)
(SB) fibrous membrane is obtained, which is beneficial for modification of silver nanoparticles (Ag NPs)
colloid in a small region and then formation of more “hot spots” by drying; the final SERS substrate
is designated as Ag/SB. Hydrophobic Ag/SB can efficiently capture heterocyclic molecules into the
vicinity of hot spots of Ag NPs. Such Ag/SB films are used to quantitatively detect trace triazophos
residue on fruit peels or in the juice, and the limit of detection (LOD) of 2.5 × 10−8 M is achieved.
Ag/SB films possess a capability to resist heat. As a case, 6-mercaptopurine (6MP) that just barely
dissolves in 90 ◦C water is picked for conducting Ag/SB-film-based experiments.
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1. Introduction

Surface-enhanced Raman scattering (SERS) spectroscopy, owing to its uncountable merits that
provide specific vibrational fingerprint information, is ultrasensitive and noninvasive, and requires
less sample preparation, has received broad attention. So far, SERS has been used in the fields of food
safety, biological medicine, and environmental monitoring [1–6]. For real application purposes, in
the literature, various preparation methods for SERS substrates have been extensively explored to
optimize the morphologies, compositions, and inter-particle spacing between the neighboring noble
metallic nanoparticles [7–9]. Additionally, for target molecules to directly or proximately contact the
surface or hot spots regions with accurate plasmon resonance fields, it is also a key issue to improve the
sensitivity of SERS detection. As a solution, construction of composite SERS substrates by modification
of gold or silver NPs in flexible support materials [10–15] is regarded.

As is well known, a flexible SERS substrate could capture the analyte by contact [16–19].
In the literature, SERS films are prepared with printing [20–22], dyeing [23], and electrospinning
methods [24–26]. Of these, electrospinning has attracted favorable concern in virtue of its
straightforward procedure. The resultant fibers possess large porosity and high surface-area-to-volume
ratios [27–29]. Electrospun fiber films are easily modified with SERS-active noble metal nanoparticles,
which are expected to generate high SERS signals in a homogeneous way [30]. For instance, Xu et al.
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constructed a 3D substrate (Ag/Au NR-PCL fibers) for separate SERS testing of three kinds of arsenic
species [31]. Zhang et al. reported flexible Ag NPs on the nanofibers by means of seed-mediated
growth [32]. In addition, by concentrating NPs to a limited region of a hydrophobic surface, high SERS
signals of the target sample were achieved [33]. The electrospun nanofiber membrane-based SERS
substrate is hydrophobic, providing a good platform to adsorb organic samples for producing accurate
Raman signals [34].

In this work, we employed electrospinning technology to obtain a flexible poly(styrene-
co-butadiene) (SB) nanofiber film, and then we modified Ag NPs onto the SB film, designated as Ag/SB.
SB films with a hydrophobic surface are beneficial to the certain aggregation of Ag NPs without the
“coffer ring effect” via a small touching area [33]. As an application case, target organophosphate
pesticide residues on the epidermis of fruits and also in juice could be captured by the hydrophobic
surface of Ag/SB and come into contact completely with the SERS substrate, after being dried. The Ag/SB
SERS-based protocol is propitious for food safety monitoring. Furthermore, Ag/SB films are both rigid
like plastic and elastic like rubber, have the ability to resist heat, and could directly detect compounds
that are poorly water-soluble in hot water, such as 6-mercaptopuriue (6-MP).

2. Experimental Section

2.1. Materials

Poly(styrene-co-butadiene) and silver nitrate (AgNO3, 99.9%) were purchased from Sigma Aldrich,
St. Louis, MO, USA. R6G (C28H31N2O3C, 95%), triazophos (C12H16N3O3PS, 97%), and sodium citrate
(Na3C6H5O7·2H2O, 99.8%) were obtained from Aladdin, Shanghai, China. N,N-Dimethyl formamide
(C3H7NO, 99.5%) and tetrahydrofuran (C4H8O, 99.0%) were bought from Merck Chemicals, Mumbai,
India. All reagents were of analytical reagent grade and used without further purification. Apples and
apple juice were purchased from the local supermarket. All aqueous solutions were prepared by using
ultrapure water (18 MΩ·cm).

2.2. Characterizations

The surface morphology of the electrospun nanofibers and the final Ag/SB SERS substrate
were measured with scanning electron microscopy (SEM, JEOL6380LV). First, SEM samples were
sputter-coated with a thin Au layer. For water contact angles (WCAs), measurement of the samples
was performed by a contact angle measuring instrument (KRUSS, Hamburg, Germany, DSA30)
with the surface tension measurement from 1 × 10−2 to 2000 mN·m−1. Ag NPs were characterized
by UV–vis spectroscopy (Shimadzu, Kyoto, Japan, UV-1800) and UV–vis DRS (Shimadzu, UV-2600).
The Raman experiment was performed with confocal Raman microscopy (Dilor, France), and the
laser excitation line was 632.8 nm with a power of 5 mW, equipped with semiconductor-cooled CCD
detector. The Raman integral time for acquiring each spectrum was 8 s with three accumulations by
using the laser confocal mode.

2.3. Fabrication of Poly(styrene-co-butadiene) Nanofiber

Poly(styrene-co-butadiene) was dissolved in a 1:4 (v/v) mixture of tetrahydrofuran and DMF to
prepare an electrospinable solution (20 wt% SB). The polymer solution was stirred for 3 h until it was
completely dissolved. The voltage difference between the needle (inner diameter: 0.5 mm) and the
aluminum foil collector was set at 12 kV. The distance from tip to collector was about 15 cm in the
experiment. The electrospinning process was carried out at a rate of 0.25 m/h.

2.4. Synthesis of Silver Nanoparticles

According to the conventional method [35], colloidal silver nanoparticles were prepared. Briefly,
0.0255 g of silver nitrate and 150 mL of ultrapure water were added into a flask, then boiled at about
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90 ◦C for 10 min. Then, 3 mL of 1% (w/w) tri-sodium citrate solution was added. The solution was
continuously boiled and stirred for 30 min until the color turned greyish-green.

2.5. Fabrication of Ag NPs on the SB Substrate

For fabrication of the electrospun, SB-based Ag NPs substrate, 10 µL of Ag NPs solution was
dropped onto the electrospun SB substrate and dried at ambient temperature. After drying, 10 µL of the
analyte was dropped on the flexible Ag/SB surface and then dried for the following SERS measurement.

2.6. SERS Analysis for Real Samples

Juice samples (10 µL) spiked with different concentrations of triazophos were dropped on the
Ag/SB substrates and then dried at room temperature for SERS measurements.

To detect triazophos residue, 10 µL of triazophos solution was added on the peel of the apple and
dried. Finally, the Ag/SB film was placed on the apple surface and pressed for 20 s and then taken to
the Raman system to record SERS signals.

3. Results and Discussion

The preparation process of the Ag/SB film is illustrated in Supplementary Materials Figure S1.
In brief, the SB nanofiber film was fabricated by electrospinning. Afterwards, silver colloids were
deposited on the SB film surface. The full size of the Ag/SB membrane was around 1.5 cm × 1.5 cm with
a thickness of about 2 mm. The morphologies of the electrospun SB and Ag/SB films were observed
with FESEM. In Figure 1A,B, the SB film was composed of a large network framework. Figure 1C,D
shows that colloidal Ag NPs were uniformly distributed on the surface of electrospun nanofibers.
As shown in Figure S2, the contact angle of the Ag/SB film was about 130◦, meaning the film was
hydrophobic. In Figure S3, the morphology of the Ag NPs was spherical, the average size was about
60 nm, which exhibited certain aggregation of Ag NPs and generated many hot spots when dried.
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In Figure 2A, the UV–vis spectrum of the Ag colloid presents a strong surface plasmon resonance
band around 410 nm. By contrast, in Figure 2B, the UV–vis diffuse-reflectance spectrum (DRS)
of Ag/SB film has a broad surface plasmon resonance band due to the suitable aggregation of Ag NPs,
which agrees with the SEM observations. As a result, the hydrophobic Ag/SB film with nonplanar Ag
NPs loading in homogeneity provided more “hot-spot” to benefit SERS detection.
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For comparison, SEM images of Ag NPs on filter paper are also displayed in Figure S4.
Any inhomogeneity of Ag NPs distribution on filter paper is not conducive to obtaining good
signals in the following Raman experiments.

3.1. Optimization of Ag NPs Usage

The usage of colloidal Ag NPs was optimized to acquire the highest SERS signals by using 1 µM
R6G solution as the Raman probe. Figure 3A shows the SERS spectra of R6G recorded with Ag/SB
films prepared by adding 5, 10, 15, 20, and 25 µL of Ag NPs colloid solutions. According to the
histogram in Figure 3B, it could be confirmed that the Ag/SB film made with 10 µL of Ag colloid
solution had the optimal SERS performance. By deposition of different volumes of Ag colloid on the
SB film, FESEM images were taken. As shown in Figure 4, depositing 10 µL of Ag colloid led to a
relatively uniform distribution of Ag NPs on the SB fibers. By contrast, the usage of Ag colloid more
than 10 µL resulted in notable aggregation, while Ag colloid less than 10 µL resulted in less Ag NPs on
the surface of the SB film.
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3.2. SERS Performance of Ag/SB Film

R6G was employed to quantitatively evaluate the Raman scattering enhancement effect of the
optimal Ag/SB film. The concentration-dependent SERS spectra of R6G are given in Figure 5A and
clearly seen in Figure 5B. When the concentration of R6G was down to 10−9 M, a Raman peak at
611 cm−1 could be identified. This proved the Ag/SB film was greatly enhanced and could be applied
to analyze trace samples.
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For checking the stability of the Ag/SB film, UV–vis DRS was carried out on the substrate before
and after laser detection. In Figure S5, a similar surface plasmon resonance band of Ag NPs can be
observed in comparison with DRS in Figure 2B, indicating that laser exposure did not influence the
Ag/SB film. Additionally, in this work, Ag/SB films were easily and reproducibly prepared on a large
scale and could be used as disposable SERS substrates. In Figure S6, the small Raman signal from the
SB film means that the background signals would not affect the detection of target sample.

For comparison, as mentioned above, a filter paper Ag NPs substrate was also prepared. In SEM
images, the hydrophilic filter paper hardly concentrated Ag NPs on the small region, resulting in fewer
hot spots. As depicted in Figure S7, by using a filter paper Ag NPs substrate, Raman signals of 10−6 M
R6G were hardly visible. Consequently, the Raman detection sensitivity by using the Ag/SB film was
10-fold higher than the hydrophilic one.

For estimating the flexibility of Ag/SB, after folding it 100 times, 1 µM R6G was added onto
the Ag/SB substrate to record the Raman spectrum. The photograph is given in Figure S8, and no
obvious change in shape was found. In Figure S9, SERS signals of R6G obtained on the Ag/SB film,
folded 100 times, showed a slight change as compared with Raman signals recorded for the freshly
prepared Ag/SB film. This demonstrated the flexible Ag/SB film is capable of detecting analytes on-site
or in the field after sampling in a wiping way.

For investigating the uniformity of the Ag/SB film, we chose 18 random points on the surface
to detect a SERS signal of 1 µM R6G (Figure 6A). The statistic bars in Figure 6B are based on the
Raman intensity at 1511 cm−1 with a calculated relative standard deviation (RSD) of about 8.12%,
which remarks a reasonable reproducibility, attributed to the hydrophobic SB film preventing Ag
NPs from randomly diffusing and presenting the well-dispersed state. Similarly, SERS mapping was
also utilized to observe the distribution of SERS signals on the Ag/SB film. As shown in Figure 7,
good uniformity of SERS on the Ag/SB film could be visualized.
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The stability of the optimal Ag/SB film had been monitored for 28 days by storage in ambient
and N2/4 ◦C conditions. In Figure 8, Ag/SB film stored in N2 at 4 ◦C showed 87.21% of the original
Raman intensity after 28 days, which had better stability than that kept in an ambient atmosphere
(55.3% recovery of signal after 28 days). Consequently, the long shelf-time of Ag/SB film in N2/4 ◦C
could meet the requirement of real sample detection.

3.3. SERS Measurement of Triazophos

Triazophos is an organophosphate pesticide (Ops), and its residue in food has been a concern in
European food surveillance programs [36]. The passivated acetylcholinesterase (AChE) activity
in the nervous system could be responsible for the highly toxic levels of Ops [37]. Therefore,
triazophos residue on fruits, water, and crops will bring immeasurable damage to human health
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via the food chain [38], particularly for children. Various methods for detection of triazophos have
been explored, including HPLC [39], enzyme-based electrochemistry [40], and GC [41], but such
methods suffer from tedious sample pretreatment and require well-experienced technicians. Yan et al.
set up a triazophos colorimetric and SERS method via proposing a biomimetic nanozyme-linked
immunosorbent assay together with a molecular imprints technique [42], but the synthesis method of
such substrate was complicated and time-consuming.
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Herein, an optimal Ag/SB film was used to detect the triazophos. As displayed in Figure 9A,
the main Raman bands for triazophos at 1001, 1406, and 1604 cm−1 can be identified, which are roughly
the same as the Raman spectra reported [43–45] previously, and the intensity increased with elevating
concentration of triazophos. In Figure 9B, a linear dynamic concentration relationship is plotted
between 5 × 10−5 to 5 × 10−7 M with R2 = 0.997 based on the intensities at 1406 cm−1. As mentioned
above, the hydrophobic Ag/SB film could drag triazophos molecules approaching the hot spot region
during a slow drying. Through this, the signal-to-noise (S/N) ratio was equal to 3, as seen in Figure 9A,
and a LOD of about 2.5 × 10−8 m could be reached.
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3.4. SERS Detection of Triazophos in/on Real Samples

Without any sample preparations, triazophos residue in apple juice and on apple peels were
detected by a Ag/SB-based Raman method, and the results are tabulated in Tables 1 and 2. In the cases
of apple juice spiked with 50, 10, and 5 µM of triazophos, the recoveries ranged from 85% to 106%,
while for 50, 10, and 5 µM triazophos residues on apple peels, the recoveries were located in the range
from 87% to 102%.
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Table 1. Determination of triazophos on apple peel by the proposed Ag/SB-based SERS method.

Samples Added (µM) Detected (µM) Recovery Rate (%) RSD (%)

Apple peel
50 51 102 7.6
10 8.7 87 7.7
5 4.8 96 7.0

Table 2. Determination of triazophos in apple juice by Ag/SB-based SERS and HPLC methods.

Samples Added (µM) SERS (µM) SERS Recovery (%) HPLC (µM) HPLC Recovery (%)

Apple
juice

50 49 98 49 98
10 8.5 85 9.1 91
5 5.3 106 4 80

HPLC measurements of triazophos in juice were also performed for investigating the reliability
of the Ag/SB-based SERS method. HPLC results (Table 2) further confirmed the robustness of this
proposed SERS method as well as the sensitivity and rapidness for SERS inspection of triazophos
in food.

As listed in Table 3, the Ag/SB-based SERS method had a notably better result regarding the
detection limit and recovery compared to other methods in the literature. It should be emphasized
that, in this work, the electrospun SB film could be obtained in a scalable way.

Table 3. Comparison of detection performance of triazophos by Ag/SB-film-based SERS with other methods.

Method Nanomaterial Detection Limit (M) Recovery (%) References

Colorimetry MPA-GAA-Ag NPs 5 × 10−7 92.18–99.64 [46]
FPIA - 10−7 76–110 [47]
SERS PDMS-Ag NPs 10−7 - [48]

HPLC-FLD - 6 × 10−8 86.3–104.2 [49]
SERS Ag/SB-film 2.5 × 10−8 85–106 This work

Furthermore, the resistance of Ag/SB-film to heat, due to both its plastic-like rigidity and
rubber-like elasticity, could also be explored to meet the needs of specific detection aims. As an example,
the anticancer drug 6-mercaptopurine (6MP), which dissolves in hot water, precipitates at ambient
temperatures, which would negatively affect the accuracy of SERS determination. As clearly seen
in Figure S11, the SERS signal intensity recorded from the 6MP solution around 90 ◦C was greater
than that at room temperature (25 ◦C), simultaneously remarking that the Ag/SB film has excellent
heating resistance.

4. Conclusions

The flexible and hydrophobic Ag/SB nanofiber films as SERS substrates were fabricated through
electrospinning technology in a large-scale and reproducible way. By using R6G as probe molecule,
a high sensitivity and signal reproducibility of the Ag/SB-SERS method, as well as a high stability of
the substrate, were observed. Without complicated sample preparation, by using an Ag/SB-Raman
approach, LOD of Raman analysis of triazophos could be reached at 2.5 × 10−8 M. Since the Ag/SB film
showed good heat durability, it could be used to conduct SERS detection of specific samples in hot
water. Due to the promising merits of electrospun Ag/SB film such as its good synthesis reproducibility,
low cost, and large-scale production, Ag/SB-based SERS protocol is a desired platform to analyze
hydrophobic pesticide residue or organic contaminants.

Supplementary Materials: The following are available online at http://www.mdpi.com/1424-8220/20/15/4120/s1,
Figure S1: The fabrication of the SERS substrate and its application for extracting of target sample from fruit peel
surface (apple). Figure S2: The water contact angle of the electrospun SB film. Figure S3: SEM image of Ag/SB

http://www.mdpi.com/1424-8220/20/15/4120/s1
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film. Figure S4: SEM images of Ag NPs decorated filter paper with different scales. Figure S5: UV–vis DRS of
R6G (1 µM) recorded on Ag/SB film. Figure S6: Raman spectrum of electrospun SB film. Figure S7: SERS spectra
of R6G with different concentrations on filter-paper-based Ag NPs substrate: (a) 10 µM, (b) 1 µM. Figure S8:
Photograph of Ag/SB film (a) before (b) after folding for 100 times. Figure S9: SERS spectra of 10 µL, 1 µM of R6G
on Ag/SB film. (a) Unfolding (b) After folding times for 100. Figure S10: SERS spectra of triazophos with different
concentrations on filter-paper-based Ag NPs substrate: (a) 10−3 M, (b) 10−4 M. Figure S11: SERS spectra of 10−2 M
6-MP on Ag/SB film at (a) temperature at 90 ◦C (b) room temperature.

Author Contributions: F.S., J.C. and H.Y. designed research; F.S. and J.C. performed research; F.S., J.C., Y.L., D.W.,
X.G., Y.W. (Yiping Wu), Y.W. (Ying Wen) analyzed data; F.S., J.C., Y.Y. and H.Y. wrote the paper; Y.Y. and H.Y.
supervised research. 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 number 21475088.

Acknowledgments: This work is financially supported by the National Natural Science Foundation of China
(21475088), International Joint Laboratory on Resource Chemistry (IJLRC), Shanghai Key, Laboratory of Rare Earth
Functional Materials, and Shanghai Municipal Education Committee Key Laboratory of Molecular, Imaging Probes
and Sensors, Shanghai Engineering Research Center of Green Energy Chemical Engineering.

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

References

1. Halvorson, R.A.; Vikesland, P.J. Surface-Enhanced Raman Spectroscopy (SERS) for Environmental Analyses
Environmental. Sci. Technol. 2010, 44, 7749–7755. [CrossRef] [PubMed]

2. Chen, Y.; Premasiri, W.R.; Ziegler, L.D. Surface enhanced Raman spectroscopy of Chlamydia trachomatis
and Neisseria gonorrhoeae for diagnostics, and extra-cellular metabolomics and biochemical monitoring.
Sci. Rep. 2018, 8, 5163. [CrossRef]

3. Liu, H.B.; Du, X.J.; Zang, Y.X.; Li, P.; Wang, S. SERS-Based Lateral Flow Strip Biosensor for Simultaneous
Detection of Listeria monocytogenes and Salmonella enterica Serotype Enteritidis. Agric Food Chem. 2017, 65,
10290–10299. [CrossRef] [PubMed]

4. He, J.; Lin, X.M.; Divan, R.; Jaeger, H.M. In-situ partial sintering of gold-nanoparticle sheets for SERS
applications. Small 2011, 7, 3487–3492. [CrossRef]

5. Jiang, Y.; Sun, D.W.; Pu, H.; Wei, Q. Ultrasensitive analysis of kanamycin residue in milk by SERS-based
aptasensor. Talanta 2019, 197, 151–158. [CrossRef]

6. Kahraman, M.; Balz, B.N.; Wachsmann-Hogiu, S. Hydrophobicity-driven self-assembly of proteinand silver
nanoparticles for protein detection using surface-enhanced Raman scattering. Analyst 2013, 138, 2906–2913.
[CrossRef]

7. Senthil Kumar, P.; Pastoriza-Santos, I.; Rodriguez-Gonzalez, B.; Javier Garcia de Abajo, F.; Liz-Marzan, L.M.
High-yield synthesis and optical response of gold nanostars. Nanotechnology 2008, 19, 15606. [CrossRef]
[PubMed]

8. Su, S.; Zhang, C.; Yuwen, L.; Chao, J.; Zuo, X.; Liu, X.; Song, C.; Fan, C.; Wang, L. Creating SERS hot spots on
MoS2 nanosheets with in situ grown gold nanoparticles. ACS Appl. Mater. Interfaces 2014, 6, 18735–18741.
[CrossRef]

9. Rajapandiyan, P.; Yang, J. Sensitive cylindrical SERS substrate array for rapid microanalysis of nucleobases.
Anal. Chem. 2012, 84, 10277–10282. [CrossRef]

10. Chen, Y.; Ge, F.; Guang, S.; Cai, Z. Low-cost and large-scale flexible SERS-cotton fabric as a wipe substrate for
surface trace analysis. Appl. Surf. Sci. 2018, 436, 111–116. [CrossRef]

11. Eshkeiti, A.; Narakathu, B.B.; Reddy, A.S.G.; Moorthi, A.; Atashbar, M.Z.; Rebrosova, E.; Rebros, M.; Joyce, M.
Detection of heavy metal compounds using a novel inkjet printed surface enhanced Raman spectroscopy
(SERS) substrate. Sens. Actuators B Chem. 2012, 171, 705–711. [CrossRef]

12. Zhao, S.; Ma, W.; Xu, L.; Wu, X.; Kuang, H.; Wang, L.; Xu, C. Ultrasensitive SERS detection of VEGF based
on a self-assembled Ag ornamented-AU pyramid superstructure. Biosens. Bioelectron. 2015, 68, 593–597.
[CrossRef] [PubMed]

13. Chen, J.M.; Huang, Y.J.; Kannan, P.; Zhang, L.; Lin, Z.Y.; Zhang, J.W.; Chen, T.; Guo, L.H. Flexible and
adhesive surface enhance Raman scattering active tape for rapid detection of pesticide residues in fruits and
vegetables. Anal. Chem. 2016, 88, 2149–2155. [CrossRef] [PubMed]

http://dx.doi.org/10.1021/es101228z
http://www.ncbi.nlm.nih.gov/pubmed/20836559
http://dx.doi.org/10.1038/s41598-018-23562-5
http://dx.doi.org/10.1021/acs.jafc.7b03957
http://www.ncbi.nlm.nih.gov/pubmed/29095602
http://dx.doi.org/10.1002/smll.201101534
http://dx.doi.org/10.1016/j.talanta.2019.01.015
http://dx.doi.org/10.1039/c3an00025g
http://dx.doi.org/10.1088/0957-4484/19/01/015606
http://www.ncbi.nlm.nih.gov/pubmed/21730541
http://dx.doi.org/10.1021/am5043092
http://dx.doi.org/10.1021/ac302175q
http://dx.doi.org/10.1016/j.apsusc.2017.11.288
http://dx.doi.org/10.1016/j.snb.2012.05.060
http://dx.doi.org/10.1016/j.bios.2015.01.056
http://www.ncbi.nlm.nih.gov/pubmed/25643599
http://dx.doi.org/10.1021/acs.analchem.5b03735
http://www.ncbi.nlm.nih.gov/pubmed/26810698


Sensors 2020, 20, 4120 11 of 12

14. Politano, G.G.; Cazzanelli, E.; Versace, C.; Castriota, M.; Desiderio, G.; Davoli, M.; Vena, C.; Bartolino, R.
Micro-Raman investigation of Ag/graphene oxide/Au sandwich structure. Mater. Res. Express 2019, 6, 75605.
[CrossRef]

15. He, R.X.; Liang, R.; Peng, P.; Zhou, Y.N. Effect of the size of silver nanoparticles on SERS signal enhancement.
J. Nanoparticle Res. 2017, 19, 267. [CrossRef]

16. Zhong, L.B.; Yin, J.; Zheng, Y.M.; Liu, Q.; Cheng, X.X.; Luo, F.H. Self-assembly of Au nanoparticles on
PMMA template as flexible, transparent, and highly active SERS substrates. Anal. Chem. 2014, 86, 6262–6267.
[CrossRef]

17. Wu, H.; Luo, Y.; Hou, C.; Huo, D.; Zhou, Y.; Zou, S.; Zhao, J.; Lei, Y. Flexible bipyramid-Au NPs based SERS
tape sensing strategy for detecting methyl parathion on vegetable and fruit surface. Sens. Actuators B Chem.
2019, 28, 123–128. [CrossRef]

18. Hoppmann, E.P.; Yu, W.W.; White, I.M. Highly sensitive and flexible inkjet printed SERS sensors on paper.
Methods 2013, 63, 219–224. [CrossRef]

19. Kong, X.M.; Reza, M.; Ma, Y.B.; Hinestroza, J.P.; Ahvenniemi, E.; Vuorinen, T. Assembly of metal nanoparticles
on regenerated fibers from wood sawdust and de-inked pulp: Flexible substrates for surface enhanced
Raman scattering (SERS) applications. Cellulose 2015, 22, 3645–3655. [CrossRef]

20. Polavarapu, L.; Liz-Marzan, L.M. Towards low-cost flexible substrates for nanoplasmonic sensing. Phys. Chem.
Chem. Phys. 2013, 15, 5288–5300. [CrossRef]

21. Wu, W.; Liu, L.; Dai, Z.; Liu, J.; Yang, S.; Zhou, L.; Xiao, X.; Jiang, C.; Roy, V.A. Low-Cost, Disposable, Flexible
and Highly Reproducible Screen Printed SERS Substrates for the Detection of Various Chemicals. Sci. Rep.
2015, 5, 10208. [CrossRef] [PubMed]

22. Jeong, J.W.; Yang, S.R.; Hur, Y.H.; Kim, S.W.; Baek, K.M.; Yim, S.; Jang, H.I.; Park, J.H.; Lee, S.Y.; Park, C.O.; et al.
High-resolution nanotransfer printing applicable to diverse surfaces via interface-targeted adhesion switching.
Nat. Commun. 2014, 5, 5387. [CrossRef]

23. Xu, L.L.; Zhang, H.; Tian, Y.; Jiao, A.X.; Li, S.; Tan, Y.; Chen, M.; Chen, F. Modified photochemical strategy to
support highly-purity, dense and monodisperse Au nanospheres on graphene oxide for optimizing SERS
detection. Talanta 2020, 209, 120535. [CrossRef] [PubMed]

24. Zhang, C.L.; Lv, K.P.; Cong, H.P.; Yu, S.H. Controlled assemblies of gold nanorods in PVA nanofiber matrix
as flexible free-standing SERS substrates by electrospinning. Small 2012, 8, 647–653. [CrossRef] [PubMed]

25. Chamuah, N.; Bhuyan, N.; Das, P.P.; Ojah, N.; Choudhary, A.J.; Medhi, T.; Nath, P. Gold-coated electrospun
PVA nanofibers as SERS substrate for detection of pesticides. Sens. Actuators B Chem. 2018, 273, 710–717.
[CrossRef]

26. Liu, Z.; Jia, L.; Yan, Z.; Bai, L. Plasma-treated electrospun nanofibers as a template for the electrostatic
assembly of silver nanoparticles. New J. Chem. 2018, 42, 11185–11191. [CrossRef]

27. Zhang, Z.; Wu, Y.; Wang, Z.; Zou, X.; Zhao, Y.; Sun, L. Fabrication of silver nanoparticles embedded into
polyvinyl alcohol (Ag/PVA) composite nanofibrous films through electrospinning for antibacterial and
surface-enhanced Raman scattering (SERS) activities. Mater. Sci. Eng. C. Mater. Biol. Appl. 2016, 69, 462–469.
[CrossRef]

28. Li, X.; Cao, M.; Zhang, H.; Zhou, L.; Cheng, S.; Yao, J.L.; Fan, L.J. Surface-enhanced Raman scattering-active
substrates of electrospun polyvinyl alcohol/gold-silver nanofibers. J. Colloid Interface Sci. 2012, 382, 28–35.
[CrossRef]

29. Zhang, C.L.; Lv, K.P.; Huang, H.T.; Cong, H.P.; Yu, S.H. Co-assembly of Au nanorods with Ag nanowires
within polymer nanofiber matrix for enhanced SERS property by electrospinning. Nanoscale 2012, 4, 5348–5355.
[CrossRef]

30. Wu, H.; Lin, D.; Pan, W. High performance surface-enhanced Raman scattering substrate combining low
dimensional and hierarchical nanostructures. Langmuir 2010, 26, 6865–6868. [CrossRef]

31. Xu, S.; Sabino, F.P.; Janotti, A.; Chase, D.B.; Sparks, D.L.; Rabolt, J.F. Unique Surface Enhanced Raman
Scattering Substrate for the Study of Arsenic Speciation and Detection. J. Phys. Chem. A 2018, 122, 9474–9482.
[CrossRef] [PubMed]

32. Zhang, L.; Gong, X.; Bao, Y.; Zhao, Y.; Xi, M.; Jiang, C.; Fong, H. Electrospun nanofibrous membranes
surface-decorated with silver nanoparticles as flexible and active/sensitive substrates for surface-enhanced
Raman scattering. Langmuir 2012, 28, 14433–14440. [CrossRef] [PubMed]

http://dx.doi.org/10.1088/2053-1591/ab11f8
http://dx.doi.org/10.1007/s11051-017-3953-0
http://dx.doi.org/10.1021/ac404224f
http://dx.doi.org/10.1016/j.snb.2019.01.038
http://dx.doi.org/10.1016/j.ymeth.2013.07.010
http://dx.doi.org/10.1007/s10570-015-0743-7
http://dx.doi.org/10.1039/c2cp43642f
http://dx.doi.org/10.1038/srep10208
http://www.ncbi.nlm.nih.gov/pubmed/25974125
http://dx.doi.org/10.1038/ncomms6387
http://dx.doi.org/10.1016/j.talanta.2019.120535
http://www.ncbi.nlm.nih.gov/pubmed/31892060
http://dx.doi.org/10.1002/smll.201290030
http://www.ncbi.nlm.nih.gov/pubmed/22162434
http://dx.doi.org/10.1016/j.snb.2018.06.079
http://dx.doi.org/10.1039/C8NJ01151F
http://dx.doi.org/10.1016/j.msec.2016.07.015
http://dx.doi.org/10.1016/j.jcis.2012.05.048
http://dx.doi.org/10.1039/c2nr30736g
http://dx.doi.org/10.1021/la1000649
http://dx.doi.org/10.1021/acs.jpca.8b09104
http://www.ncbi.nlm.nih.gov/pubmed/30418025
http://dx.doi.org/10.1021/la302779q
http://www.ncbi.nlm.nih.gov/pubmed/22974488


Sensors 2020, 20, 4120 12 of 12

33. Lee, M.; Oh, K.; Choi, H.K.; Lee, S.G.; Youn, H.J.; Lee, H.L.; Jeong, D.H. Sub-nanomolar Sensitivity of Filter
Paper-Based SERS Sensor for Pesticide Detection by Hydrophobicity Change of Paper Surface. ACS Sens.
2018, 3, 151–159. [CrossRef] [PubMed]

34. Prikhozhdenko, E.S.; Bratashov, D.N.; Gorin, D.A.; Yashchenok, A.M. Flexible surface-enhanced Raman
scattering-active substrates based on nanofibrous membranes. Nanoparticle Res. 2018, 11, 4468–4488.
[CrossRef]

35. Lee, P.C.; Meisel, D. Adsorption and Surface-Enhanced Raman of dyes on silver and gold sols. J. Phys. Chem.
1982, 86, 3391–3395. [CrossRef]

36. Holden, A.J.; Chen, L.; Shaw, I.C. Thermal Stability of Organophosphorus Pesticide Triazophos and Its
Relevance in the Assessment of Risk to the Consumer of Triazophos Residues in Food. J. Agric. Food Chem.
2001, 49, 103–106. [CrossRef]

37. Nouanthavong, S.; Nacapricha, D.; Henry, C.S.; Sameenoi, Y. Pesticide analysis using nanoceria-coated
paper-based devices as a detection platform. Analyst 2016, 141, 1837–1846. [CrossRef]

38. Fahimi-Kashani, N.; Hormozi-Nezhad, M.R. Gold-Nanoparticle-Based Colorimetric Sensor Array for
Discrimination of Organophosphate Pesticides. Anal. Chem. 2016, 88, 8099–8106. [CrossRef]

39. Galán-Cano, F.; Lucena, R.; Cárdenas, S.; Valcárcel, M. Dispersive micro-solid phase extraction with ionic
liquid-modified silica for the determination of organophosphate pesticides in water by ultra performance
liquid chromatography. Microchem. J. 2013, 106, 311–317. [CrossRef]

40. Du, D.; Huang, X.; Cai, J.; Zhang, A. Amperometric detection of triazophos pesticide using acetylcholinesterase
biosensor based on multiwall carbon nanotube–chitosan matrix. Sens. Actuators B Chem. 2007, 127, 531–535.
[CrossRef]

41. Li, W.; Qiu, S.P.; Wu, Y.J. Triazophos residues and dissipation rates in wheat crops and soil.
Ecotoxicol. Environ. Saf. 2008, 69, 312–316. [CrossRef]

42. Yan, M.; Chen, G.; She, Y.; Ma, J.; Hong, S.H.; Shao, Y.; El-Aty, A.M.A.; Wang, M.; Wang, S.S.; Wang, J.
Sensitive and Simple Competitive Biomimetic Nanozyme-Linked Immunosorbent Assay for Colorimetric
and Surface-Enhanced Raman Scattering Sensing of Triazophos. J. Agric. Food Chem. 2019, 67, 9658–9666.
[CrossRef] [PubMed]

43. Kang, Y.; Wu, T.; Chen, W.C.; Li, L.; Du, Y.P. A novel metastable state nanoparticle-enhanced Raman
spectroscopy coupled with thin layer chromatography for determination of multiple pesticides. Food Chem.
2019, 270, 494–501. [CrossRef] [PubMed]

44. Gong, X.Y.; Tang, M.; Gong, Z.J.; Qiu, Z.P.; Wang, D.M.; Fan, M.K. Screening pesticide residues on fruit peels
using portable Raman spectrometer combined with adhesive tape sampling. Food Chem. 2019, 295, 254–258.
[CrossRef] [PubMed]

45. Wang, G.; Wong, K.W.; Wang, Q.; Zhou, W.F.; Tang, C.Y.; Fan, M.K.; Mei, J.; Lau, W.M.
Silver-nanoparticles-loaded chitosan foam as a flflexible SERS substrate for active collecting analytes
from both solid surface and solution. Talanta 2019, 191, 241–247. [CrossRef] [PubMed]

46. Bhamore, J.R.; Ganguly, P.; Kailasa, S.K. Molecular assembly of 3-mercaptopropinonic acid and guanidine
acetic acid on silver nanoparticles for selective colorimetric detection of triazophos in water and food samples.
Sens. Actuators B Chem. 2016, 233, 486–495. [CrossRef]

47. Boroduleva, A.Y.; Wu, J.; Yang, Q.; Li, H.; Zhang, Q.; Li, P.W. Development of fluorescence polarization
immunoassays for parallel detection of pesticides carbaryl and triazophos in wheat grains. Anal. Methods
2017, 9, 6814–6822. [CrossRef]

48. Sun, J.; Gong, L.; Lu, Y.; Wang, D.; Gong, Z.; Fan, M. Dual functional PDMS sponge SERS substrate for the
on-site detection of pesticides both on fruit surfaces and in juice. Analyst 2018, 143, 2689–2695. [CrossRef]

49. Fu, L.Y.; Liu, X.J.; Hu, J.; Zhao, X.N.; Wang, H.L.; Wang, H.D. Application of dispersive liquid-liquid
microextraction for the analysis of triazophos and carbaryl pesticides in water and fruit juice samples.
Anal. Chim. Acta 2009, 632, 289–295. [CrossRef]

© 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/10.1021/acssensors.7b00782
http://www.ncbi.nlm.nih.gov/pubmed/29282983
http://dx.doi.org/10.1007/s12274-018-2064-2
http://dx.doi.org/10.1021/j100214a025
http://dx.doi.org/10.1021/jf0002589
http://dx.doi.org/10.1039/C5AN02403J
http://dx.doi.org/10.1021/acs.analchem.6b01616
http://dx.doi.org/10.1016/j.microc.2012.08.016
http://dx.doi.org/10.1016/j.snb.2007.05.006
http://dx.doi.org/10.1016/j.ecoenv.2006.12.012
http://dx.doi.org/10.1021/acs.jafc.9b03401
http://www.ncbi.nlm.nih.gov/pubmed/31381330
http://dx.doi.org/10.1016/j.foodchem.2018.07.070
http://www.ncbi.nlm.nih.gov/pubmed/30174078
http://dx.doi.org/10.1016/j.foodchem.2019.05.127
http://www.ncbi.nlm.nih.gov/pubmed/31174756
http://dx.doi.org/10.1016/j.talanta.2018.08.067
http://www.ncbi.nlm.nih.gov/pubmed/30262057
http://dx.doi.org/10.1016/j.snb.2016.04.111
http://dx.doi.org/10.1039/C7AY02091K
http://dx.doi.org/10.1039/C8AN00476E
http://dx.doi.org/10.1016/j.aca.2008.11.020
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Experimental Section 
	Materials 
	Characterizations 
	Fabrication of Poly(styrene-co-butadiene) Nanofiber 
	Synthesis of Silver Nanoparticles 
	Fabrication of Ag NPs on the SB Substrate 
	SERS Analysis for Real Samples 

	Results and Discussion 
	Optimization of Ag NPs Usage 
	SERS Performance of Ag/SB Film 
	SERS Measurement of Triazophos 
	SERS Detection of Triazophos in/on Real Samples 

	Conclusions 
	References

