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Abstract: Chemical warfare agents (CWA) continue to present a threat to civilian populations
and military personnel in operational areas all over the world. Reliable measurements of CWAs
are critical to contamination detection, avoidance, and remediation. The current deployed
systems in United States and foreign militaries, as well as those in the private sector offer
accurate detection of CWAs, but are still limited by size, portability and fabrication cost. Herein,
we report a chemiresistive CWA sensor using single-walled carbon nanotubes (SWCNTs) wrapped
with poly(3,4-ethylenedioxythiophene) (PEDOT) derivatives. We demonstrate that a pendant
hexafluoroisopropanol group on the polymer that enhances sensitivity to a nerve agent mimic,
dimethyl methylphosphonate, in both nitrogen and air environments to concentrations as low as
5 ppm and 11 ppm, respectively. Additionally, these PEDOT/SWCNT derivative sensor systems
experience negligible device performance over the course of two weeks under ambient conditions.
Keywords: conjugated polymers; chemical warfare agents; carbon nanotubes; chemiresistors; sensors

1. Introduction
Intelligence surveillance and reconnaissance efforts in the military arena benefit from increasing
the number of sensors on the battlefield. Placing networked chemical sensors on individual soldiers
without increasing an already onerous soldier-load would exponentially surge the information density
to reduce uncertainty and the “fog of war” [1]. Responsive, selective, low-energy and low-cost are
essential characteristics of such systems. Current military chemical warfare agent (CWA) sensors are
sensitive to CWAs to the low ppb level, selective and networkable; but they are cumbersome, expensive,
energy and training intensive [2]. These unfavorable characteristics may be mitigated in the future by
using employing chemiresistive devices that can be deployed in large numbers, inexpensively and
networked together [3]. Chemiresistive devices utilizing single-walled carbon nanotubes (SWCNTs),
with their unique mechanical and electrical properties, offer a promising platform to meet these
requirements and are excellent substrates on which to build CWA sensors for use on the modern
battlefield [4–7].
There are many established ways to functionalize SWCNTs to impart selectivity for
different analytes. Previous reports have used covalent-sidewall functionalization [8–13], defect
group functionalization [14], non-covalent exohedral functionalization [15–19] (with polymer,
surfactants, or composite mixtures) and endohedral functionalization [20,21]. Non-covalent exohedral
functionalization with conjugated polymers was chosen for this study because the native conductivity
of SWCNTs is preserved without disruption of the π-electronic states in the nanotube sidewalls.
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samples were found to be only slightly soluble in organic solvents and unable to form composites with
SWCNTs. For P1–P3, we observed that molecular weights determined by MALDI MS were smaller
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than that of GPC [44]. Additionally, molecular weights determined by end group analysis with 1 H
NMR are higher than GPC or MALDI MS results (Table S1 and Figures S8–S11). The lower molecular
weights obtained by MALDI MS analysis as compared to GPC is consistent with previous work
that demonstrated GPC tends to overestimate molecular weights of rod-like conjugated systems [44].
It is possible that MALDI-MS analysis provides smaller molecular weights than 1 H NMR end group
analysis because the higher laser power required to volatize higher molecular weight fractions leads to
chain fragmentation [45].
P2 was synthesized via a post-polymerization modification of P1 using an alkene cross metathesis
reaction (Scheme 1c). This transformation was successful, as evidenced by an increase in molecular
weight from 2900 to 3900 g/mol. The conversion of a terminal alkene in P1 to an internal alkene in P2
was confirmed by analysis of the 1 H NMR spectrum. The disappearance of a doublet at δ 5.78 ppm
and multiplet centered at δ 4.96 ppm in P1 (Figure S12) to yield a doublet at δ 5.40 ppm in P2 indicates
full conversion of the terminal alkene to an internal olefin (Figure S13). The intensity of both peaks
in this doublet suggests an approximately equal proportion of both cis and trans stereoisomers are
present in P2. In Figure S14, 19 F NMR confirms the presence of a HFIP group in P2 with a resonance at
δ 76.7 ppm.
2.4. Preparation of Polymer/SWCNT Dispersions
To a solution of P1(P3) (Mn = 2900 g/mol, 10 mg) in dry tetrahydrofuran (THF, 5 mL) or P2 in
dry dimethyl formamide (DMF, 5 mL), 5 mg of SWCNT was added and followed by 10 µL hydrazine
(a reducing/de-doping agent). Then the resulting mixture was sonicated for 1 h in an ultrasonic
bath (Branson, 3510) chilled with ice and then allowed to reach room temperature. Subsequently,
the suspension was centrifuged for 30 min at 9500 g. The supernatant was decanted and centrifuged
again for an additional 30 min at 9500 g and allowed to stand overnight undisturbed. The isolated
supernatant was directly used for the device fabrication via dropcasting unless otherwise indicated.
For UV–vis–NIR absorption spectroscopy, the isolated supernatant was diluted to 1:2 in THF or DMF,
further sonicated for 5 min, and recorded in a 1 cm optical path quartz cuvette.
2.5. Preparation of Gold Electrodes on Glass Microscope Slides
Glass substrates deposited with chromium adhesion layers (10 nm) and gold electrodes (100 nm)
were prepared according to a literature procedure [17]. Briefly, glass slides (VWR Microscope Slides)
were cleaned by sonication in acetone for 5 min followed by UV-ozone treatment using a UVO cleaner
(Jelight Company Inc., Model 42, Irvine, CA, USA), for 20 min. A 10 nm layer of chromium (99.99%, R.D.
Mathis) and a subsequent 100 nm layer of gold (99.99%, R.D. Mathis) were deposited through a custom
stainless steel mask using a thermal evaporator (Angstrom Engineering, Kitchener, ON, Canada),
which resulted in three sets of four channel electrode patterns on a single glass slide, which was cut
into three individual devices. Each device contains a gold pattern of four isolated working electrodes
with one shared reference-counter electrode on the glass substrate. The gap between one pair of gold
electrodes is 1 mm.
2.6. Fabrication of a Polymer-SWCNT Chemiresistor Platform
The desired amount of polymer-SWCNT dispersion in THF or DMF was dropcasted with a 20 µL
syringe between four gold electrode pairs on the glass substrate. Typically, between 4–20 µL of the
dispersion was required to reach the target electrode resistance of 10–50 kΩ.
2.7. Volatile Organic Compound (VOC) Gas Detection Measurement
For VOC gas detection measurement, the fabricated array device was placed into a custom-built
PTFE enclosure with a small gas inlet and outlet, the gold electrodes of the device were connected
to a PalmSens EmStat potentiostat with a MUX16 multiplexer. A KIN-TEK gas generator system
calibrated for each VOC was used to deliver to the device’s enclosure a known concentration of a given
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VOC analyte diluted in N2 gas at a fixed gas flow rate (200 mL/min) to minimize drift in the baseline
resistance. For calibration, emission rate of each VOC by monitoring the decrease in mass of each
liquid for an hour at a 200 mL/min flow rate and a designated temperature (40 ◦ C–70 ◦ C). Three trials
for each VOC were performed. The potentiostat applied a constant potential of 0.1 V across the
electrodes, and the current for each channel of the device was recorded using PS Trace software (v. 4.7)
during 60 s of VOC vapor exposures. After a linear baseline correction, the change in current resulting
from exposure to the analyte was converted to the negative change in conductance (−∆G/G0 (%)
= (I0 − I)/I0 ) × 100), where I0 is initial current), which was taken as the device’s response. Schematics
and photographs of the experimental setup can be found in the Supporting Information, Figure S39
(Schematic/cartoon for sensing experimental set up), Figure S40 (Photograph of sensing experimental
set up) and Figure S41 (Schematic/cartoon for sensing experimental set up in humid air).
3. Results and Discussion
3.1. Dispersion of SWCNTs with Functionalized PEDOTs
Our goal was to create polymer/SWCNT dispersions that are resistant to re-bundling to be
able to reproducibly create durable devices. Dispersed and de-bundled nanotubes have increased
surface area for interaction with analytes and can create conductive pathways that can be more readily
disrupted by analyte binding as is preferred for sensing applications [16]. We generated our derivatized
polymer/SWCNT dispersions after experimentally determining the ratios of polymer to SWCNTs
in the dispersions that produced the highest chemiresistive responses to DMMP. We identified the
optimal ratio by weight of polymer/SWCNT/solvent was 2/1/1 (see Figure S16).
Figure 3a–c presents UV–vis–NIR absorbance spectra of P1–P3 overlayed with the spectra of
their respective diluted SWCNT dispersions. The absorption spectrum suggests the presence of
both semiconducting and metallic nanotubes. Absorption bands in the 800 to 1600 nm as well
as the 550 to 900 nm region are indicative of the E11 and E22 van Hove singularity transitions of
semiconducting carbon nanotube, while the transitions of metallic nanotubes can be found in the
region of 400–600 nm [46,47]. The clarity and resolution in these bands in Figure 3 indicate the presence
of de-bundled SWCNTs in the polymer/SWCNT dispersions. All compositions have some broad
absorptions in the 400–600 nm region, indicating the presence of metallic SWCNTs. The resolved
absorption bands located at 880, 990, and 1120 nm are evidence of the presence of (6,5) SWCNTs [48].
It may be inferred that P3 (Figure 3c) is more effective at dispersing SWCNTs than P1 and P2 from
inspection of the intensity ratios of the SWCNT-based absorbances at 990 nm relative to that associated
with P3 (λmax = 553 nm). The features at 1550 nm are attributed to a vibrational overtone from
hydrazine [49], which is used to prevent oxidation of the dispersions and stabilize de-bundled state.
Resonance Raman spectroscopy is a useful tool in confirming the presence of SWCNTs in polymer
dispersions. The full resonance Raman spectra of the composites and pure polymer are given in
Figures S17 and S18. Thin film samples were prepared for analysis by drop casting dispersions from
THF (P1 and P3) or DMF (P2) onto a silicon wafer. A pristine SWCNT thin film was prepared by
drop casting (6,5) enriched SWCNTs from a fresh dispersion in ortho-dichlorbenzene on to a silicon
wafer. The spectra were taken using a 633 nm excitation wavelength and are normalized to the
intensity of the G-band, at 1590 cm−1 and offset for clarity. In Figure 4a, Raman spectrum for the
D-G band region is displayed. The D-band, located at 1290 cm−1 , is indicative of the disruption
of the sp2 network in conjugated nanocarbon systems [50]. The ratio of intensities of the D band
(1290 cm−1 ), to the G band (ID /IG ) can give relative measure of disruption of the graphene π-system.
After dispersion, there is a large increase in ID /IG from the pristine SWCNTs to the polymer-dispersed
SWCNTs. Specifically, the ID /IG is 0.06 in pristine SWCNTs and 0.9, 0.8, and 0.7 for the P1/SWCNT,
P2/SWCNT and P3/SWCNT composites, respectively. This indicates an increase in the number of
defects in the SWCNT sidewalls within the dispersion [50]. The source of the disruption in this case
is hypothesized to be breaking of the conjugation of the SWCNT sp2 network during the sonication
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3.2. Polymer/SWCNT Composites for DMMP Detection in Dry N2 and Air (24% RH)
With stable composites in hand, we sought to investigate the efficacy of our polymer/SWCNT
composite system in detecting the nerve agent simulant, DMMP. The sensory response was
investigated by measuring the change in current between two electrodes at a constant bias voltage
of 0.10 V. The change in current was converted to a negative change in conductance [−∆G/G0 (%)
= ((I0 − I)/I0 ) × 100%], where I0 is the initial current. This normalized response allows for small
differences in the resistivity that can complicate device to device comparisons. Figure 5a shows
baseline-corrected responses of four chemiresistive devices that were tested in parallel incorporating
our HFIP-PEDOT/SWCNT system (P2/SWCNT) that is designed to selectively detect DMMP. Figure 5a
shows the response in dry N2 , while Figure 5b shows the response in air with 24% RH. Exposure
times were varied to reach full saturation of the devices. In both carrier gases, the sensors show a
reversible response across this concentration range. We do observe increased baseline drift in the N2
conductance trace in contrast to the more stable baseline in the air trace. We suggest that the stability is
due to the steady presence of water and oxygen at the device interface that acts to maintain consistent
electronic environment in the sensor material. In Figure S42, the device response becomes saturated
in a shorter time period at all concentrations in air than in N2 . In Figure 5c, we observed a linear
responses range for DMMP from 5–48 ppm in dry N2 and air. The dynamic range extends to 98 ppm,
but the response curve suggests saturation behavior of the detector at or near 48 ppm. We noted a
0.30% response to DMMP at a concentration of 5 ppm with a linear response up to 48 ppm for the
P2/SWCNT response in dry N2 . We calculated a 2.7 ppm detection limit in dry N2 using a signal
to noise ratio method [53] for P2/SWCNT. While we could not detect DMMP at a concentration of
5 ppm in air with 24% RH, we observed a 0.60% response to DMMP at a concentration of 11 ppm with
a linear response up to 48 ppm for the P2/SWCNT. The calculated detection limit for P2/SWCNT
in air is 6.5 ppm. Figure S43 demonstrates the linear response curve for experiments in N2 and air.
The P2/SWCNT composite device covers an operationally relevant range for the detection of nerve
agents such as sarin (GB), for which DMMP is a simulant [54]. The chemiresistive detection of DMMP
by a decrease in conductance is consistent with the notion of a transduction mechanism that relies
upon a swelling of the SWCNT network or direct modulation of the SWCNT conductance by charge
transfer of dipolar mechanisms. These effects are all consistent with the DMMP being concentrated
in the polymer HFIP-terminated side chain as a result of hydrogen-bonding interactions with the
P2/SWCNT composite (Figure 1a). Uptake of the analyte DMMP into the SWCNT network increases
the resistance (reduces the current) as a result.
Detecting CWAs in a real-world environmental sample demands a strategy for detecting
trace quantities in a complex background containing other vapors that may be present in higher
concentrations. Figure 6a shows chemiresistive responses for devices P1–P3/SWCNTs exposed to
various volatile organic chemicals (VOCs) for 60 s followed by a 140 s recovery time at a constant flow
rate of 200 mL/min at room temperature in dry N2 . Figure 6b shows results for a similar experiment
obtained by using air (24% RH). The concentrations of vapors selected to confound the sensors for this
experiment were chosen to be sufficiently high to obtain a measureable response from pristine SWCNTs
(Figures S19 and S19a–c). In both dry N2 and air, it is clear that the P2/SWCNT composite responds to
polar and hydrogen bonding analytes to a much greater degree than the HFIP free reference composites
(P1/SWCNT and P3/SWCNT). The enhanced response is therefore attributed to presence of the polar
and proton donating HFIP group of P2.
The P2/SWCNT composite responds to all analytes in N2 and air tested but exhibits exceptional
selectivity for DMMP above all others in dry N2 . Vapor challenges of 1297 ppm THF, 4000 ppm
acetone and 6600 ppm MeOH all have similar magnitude responses (around 1.0%) to what is
observed for 16 ppm DMMP in N2 . In air, the responses of all P1–P3/SWCNT are slightly lower
than in dry N2 . We hypothesize that the introduction of water at lower concentrations into the gas
mixture offers competition as a hydrogen bond donor to DMMP. Therefore, the presence of water
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decreases the amount of DMMP that may be bound to the P2/SWCNT composite, thus lowering the
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To establish the stability of the P2/SWCNT composites, we conducted a device aging study in
which we measured the chemiresistive response to exposure to 11 ppm DMMP in N2 over the course
To establish the stability of the P2/SWCNT composites, we conducted a device aging study in
of two weeks (Figure S44). These devices were stored under ambient lab conditions on the benchtop.
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of two weeks (Figure S44). These devices were stored under ambient lab conditions on the benchtop.
We found no significant change in the response over that time period. However, though not
recorded, we did observe that devices stored under ambient conditions over the course of a more
than a month experienced significant degradation in performance. We also tested the stability of the
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we did observe that devices stored under ambient conditions over the course of a more than a month
experienced significant degradation in performance. We also tested the stability of the devices in humid
air (50% RH). The results in Figure S45 show a slightly enhanced and reliable response at 11 ppm to
this level of humidity with a response of 0.95%. As mentioned before, the response in air (24% RH) was
0.60%. While the presence of water at lower RH served to compete with the P2/SWCNT composite
for hydrogen bonding with DMMP, at higher RH, there likely is water available in the gas mixture
to compensate hole carriers in the p-type SWCNTs, thus reducing conductance. This observation of
decreasing conductance of SWCNTs with increasing humidity has been reported previously [57,58]
and is linear until high RH (>65% are reached). It will continue be important in future SWCNT-based
device design to take into account the effect of humidity.
4. Conclusions
In summary, we developed a chemiresistive sensor for the detection of nerve agent simulant
DMMP. This sensor was fabricated using a derivatized PEDOT/SWCNT composite and with strong
responses to 5 ppm DMMP and a calculated detection limit of 2.7 ppm in N2 . The same devices in a
“real world” environment (air with 24% RH), experienced a strong response at 11 ppm and a detection
limit of 6.5 ppm. We explored the effects on the devices of aging in an ambient environment and
higher humidity (50% RH). Additionally, we propose that the transduction mechanism responsible
for the decrease in conductance in the device upon the introduction of DMMP is a hydrogen
bonding interaction between the DMMP and an HFIP moiety incorporated in the derivatized PEDOT
sidechain. Finally, we demonstrated that our polymer/SWCNT composites maintain stable, debundled
dispersions in solution via resonance Raman and UV–vis–NIR spectroscopy.
Supplementary Materials: The following are available online at http://www.mdpi.com/1424-8220/17/5/982/s1,
Synthetic procedures for preparation of monomers and polymers, molecular weight analysis (GPC, MALDI-MS),
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