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Abstract

Electronic sensors for volatile organic compounds have been prepared by drop-casting dispersions
of multi-wall carbon nanotubes (MWCNTs) in aqueous solutions of λ-DNA onto Pt microband
electrodes. The MWCNTs themselves show a metal-like temperature dependence of the
conductance, but the conductance of DNA/MWCNT composites has an activated component that
corresponds to inter-tube tunneling. The resistance of the composite was modelled by a series
combination of a term linear in temperature for the nanotubes and a stretched exponential form for
the inter-tube junctions. The resistance may increase or decrease with temperature according to the
composition and may be tuned to be almost temperature-independent at 67% by mass of DNA.
Upon exposure to organic vapours, the resistance of the composites increases and the timedependence of this signal is consistent with diffusion of the vapour into the composite. The
fractional change in resistance at steady-state provides an analytical signal with a linear calibration
and the presence of DNA enhances the signal and adjusts the selectivity in favour of polar analytes.
The temperature dependence of the signal is determined by the enthalpy of adsorption of the
analyte in the inter-tube junctions and may be satisfactorily modelled using the Langmuir isotherm.
Temperature and pressure-dependent studies indicate that neither charge injection by oxidation/
reduction of the analyte nor condensation of analyte on the device is responsible for the signal. We
suggest that the origin of the sensing response is an adsorption of the analyte in the inter-tube
regions that modulates the tunneling barriers. This suggests a general route to tuning the selectivity
of MWCNT gas sensors using non-conductive polymers of varying chemical functionality.
Keywords: nanotubes, DNA, sensing, volatile organics, conductance
(Some ﬁgures may appear in colour only in the online journal)
[1, 2]. They have large coherence lengths and, depending on
how the graphene sheet is rolled to form a tube, single-wall
carbon nanotubes (SWCNTs) may have semiconducting or
metallic conductivity. Multi-wall carbon nanotubes (MWCNTs),
in which a single sheet is wound in the form of a scroll or
multiple nanotubes are arranged in a concentric manner, are
generally metal-like. Owing to their large surface-to-volume
ratio, CNTs have been extensively investigated as electrical
transducers for use in chemical sensing [3–5]. Indeed, an early

1. Introduction
Carbon nanotubes (CNTs) have been intensively studied
because of their unusual electronic and mechanical properties
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application of nanotubes was in a chemical sensor for NO2 and
NH3 [6].
CNTs are attractive in gas sensing applications because
simple two or three terminal electronic devices [7, 8] can be
used directly as sensors [9]. The simplest nanotube sensor is a
2-terminal device in which the current ﬂows through CNTs
between source and drain contacts and is modulated by the
presence of the analyte on the nanotube surface. The high
aspect ratio of CNTs means that a large fraction of the atoms
lie on the surface (100% in the case of SWCNTs). In principle
their conductance should therefore be extremely sensitive to
the local chemical environment. Devices may be constructed
from single CNTs or networks [10]. Single CNT devices offer
good sensitivity and are simpler to model, but they are not
robust. Devices prepared from networks of CNTs have the
advantage of more straightforward fabrication and are less
fragile, but the conduction pathway is more complex [5].
Three-terminal devices, with an additional gate electrode,
provide more detailed information for understanding the
electron transport [11], but the 2-terminal devices are suitable
as low-cost distributed sensors.
The mechanism of operation of CNT-based sensors is
incompletely understood and an active topic of investigation
[5]. There are many possible sensing mechanisms, including
intra and inter CNT phenomena [10, 12]. Intra-tube mechanisms are typically charge injection by the analyte leading to an
increase or a decrease in the carrier density [6] or changes in
the surface scattering rate produced by adsorption of analytes
on the surface [13]. However the current in typical devices may
be limited by factors other than the conductance of CNTs
themselves; a Schottky barrier may exist at the SWCNT-metal
contact electrode or there may be substantial tunneling barriers
between individual CNTs [14]. Even in simple sensors, the
mechanism of sensing may be complex because the analyte
may act on the nanotubes themselves, at the metal contact/
nanotube junctions or at inter-tube junctions. The effect of
oxidising or reducing analytes on SWCNTs is often attributed
to charge transfer between the analyte and the nanotubes, but
changes in carrier mobility due to surface scattering may also
occur. Intratube effects are more important for defective or less
conductive CNTs [15], therefore it is expected that inter-tube
effects will be more important for devices based on metal-like
MWCNTs [16, 17].
The selectivity of sensors based on bare CNTs can be
improved by functionalisation [18, 19] and polymer coating
[20]. Coating with polymers is a common technique because,
unlike covalent functionalisation, it does not disrupt the πsystem of the nanotubes [5]. DNA is a convenient polyelectrolyte for aqueous solubilisation of CNTs [21, 22]. Most
reports utilise single-stranded DNA for this purpose, but double-stranded DNA has also been used to prepare thin ﬁlm
transistors [23], transparent conductive ﬁlms [24] and modiﬁed
electrodes [25]. Sensors based on DNA-decorated CNTs have
been demonstrated for hybridisation [26] and for organic
vapours [27–30]. These have mainly utilized SWCNTs and
single-stranded DNA. The response may be governed by the
work function at the CNT/contact [26] or by depletion of the
hole density [28]. In this work we prepare double-stranded

DNA/MWCNT composites by drop-casting onto microband
electrodes (MBEs) from aqueous dispersions of MWCNTs in
λ-DNA solutions. These devices are investigated as sensors for
volatile organic compounds (VOCs) and the mechanism of the
sensing response is probed using temperature-dependent measurements of their conductivity and sensing response.
We show that MWCNT-dsDNA composites (denoted
DNA/MWCNT below) have superior sensitivity to bare
MWCNT networks for the detection of a range of VOCs. The
choice of dsDNA to prepare such composites with CNTs is
motivated by the well-known strong interaction of polyelectrolytes with CNTs and not by the biochemical properties of
DNA. This interaction facilitates the preparation of devices by
a simple drop-casting approach. The role of the DNA is to
reduce the conductance of the composite compared to bare
CNTs and enhance the contribution of inter-tube barriers to
the resistance of the network. Adsorption of various VOCs in
the composite modulates these barriers and produces a useful
analytical signal. We provide evidence for the contribution of
such tunneling barriers from the temperature dependence of
the steady-state current–voltage curves. Finally, the temperature-dependence of the analytical response is analysed in
terms of the van’t Hoff equation for an adsorption process; we
conclude that adsorption of the VOCs rather than charge
injection is responsible for the signal and that the origin of the
response lies at the inter-tube junctions.

2. Experimental
2.1. Reagents

Lambda DNA (N3011, 500 μg ml−1 denoted λ-DNA below)
was purchased from New England Biolabs (Hitchin, UK). The
phage is isolated from the heat-inducible lysogen E.coli l cI857
S7. The DNA is isolated from the puriﬁed phage by phenol
extraction and dialyzed against 10 mM Tris-HCl (pH 8.0) +
1 mM EDTA. λ-DNA comprises 48 502 base pairs [31] and the
molar mass estimated from the supplierʼs data was 3.0 ×
106 g mol−1.
MWCNTs (ElicarbTM P940, denoted MWCNT below)
were purchased from Thomas Swan (Consett, UK). The
MWCNTs were speciﬁed as having a mean diameter in the
range 10–12 nm and a maximum metal oxide content of
5 wt%.
The solvents methanol, acetone and ethanol were purchased from Fisher Scientiﬁc Ltd (Loughborough, UK) while
chloroform was obtained from Sigma–Aldrich Company Ltd
(Gillingham, UK); all were used as received (>99% purity)
without further puriﬁcation. Silicon wafer, p-type, borondoped, oriented 〈111〉, diameter (100 ± 0.3 mm) and resistivity (0.09–0.12 Ω cm) was purchased from Pi-KEM Ltd.
Deionized water (with a nominal resistivity of 18.2 MΩ cm)
from a Barnstead NANOpure® and DIamondTM reverse
osmosis system was used throughout.
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in chloroform onto a holey carbon grid. The images were
obtained using a JEOL 2100F transmission electron microscope operating at 200 kV (University of Durham, GJ Russell
Electron Microscopy Facility).
Samples of DNA/MWCNTs (91% by mass DNA) for
SEM were prepared by drop-casting ;20 μl of the DNA/
MWCNT onto clean p-Si(100) chips. The SEM instrument
was a JEOL JSM-5610LV operated at 20 kV and images were
taken using the secondary electron detector (Electron
Microscopy and Analysis Unit at SAgE Analytical, Newcastle University).

2.2. Preparation of DNA/MWCNT composites

A dispersion of MWCNTs was prepared by adding 0.1 mg of
CNTs to 10 ml methanol. The solution was sonicated for 3 h
at ambient temperature (15 °C) to ensure complete dispersion
and to reduce agglomeration of the nanotubes (750 W
Ultrasonic Processor + microtip at 20% amplitude, Sonics &
Materials). The DNA/MWCNT dispersions were prepared by
adding 2 μl, 5 μl or 10 μl of λ-DNA to 50 μl of the methanolic dispersion of MWCNTs. The mixture was sonicated for
about 5 min and then allowed to stand overnight. The resultant mixture forms a dispersion after sonication. The mole
fractions of DNA (moles of base pairs, moles of carbon atoms
in MWCNTs) in the dispersions and the composites prepared
by drop-casting were 0%, 3.1%, 7.4% and 13.8% respectively. The corresponding mass fractions of DNA are 0%,
67%, 83% and 91%. Each dispersion was sonicated brieﬂy
before drop-casting in order to ensure a homogenous DNA/
CNT ﬁlm.

2.6. FTIR

An IRAfﬁnity-1S Fourier transform infrared spectrophotometer (Shimadzu) operating at 8 cm−1 spectral resolution and equipped with a DLATGS detector was used to
record spectra in the range of wavenumbers from 400 to
4000 cm−1. Thirty-two scans were co-added and averaged.
The sample was prepared by drop-casting 5 μl of the
DNA/CNT dispersion on a single reﬂection diamond ATR
accessory (Quest Specac®, Supelco).

2.3. X-ray photoelectron spectroscopy

A Thermo Scientiﬁc K-Alpha photoelectron spectrometer
equipped with a monochromatic Al Kα x-ray excitation source
(1486.7 eV) was used to collect photoemission spectra
(NEXUS, Newcastle University). The operating power was
72 W (12 kV, 6 mA) and the chamber pressure was ; 3 ×
10−9 Torr. The photoelectrons were ﬁltered by a hemispherical
analyzer and recorded by multichannel detectors. High resolution spectra were recorded with a step size of 0.1 eV and the
survey scan had a step size of 0.4 eV. The pass energies were
150 eV (survey scan) and 40 eV (high resolution scans). The
binding energies obtained in the XPS analysis were calibrated
using the lowest C 1s component (284.8 eV) as a reference.
Spectral peaks were ﬁtted using the CasaXPS software version
2.3.24 from Casa Software Ltd (Teignmouth, UK) [32]. A U 2
Tougaard background and the LA(1.53, 243) line shape
were used for ﬁtting. Samples were prepared by dropcasting ; 20 μl DNA/MWCNT dispersion (91% DNA by
mass) onto clean p-Si(100) chips.

2.7. Raman spectroscopy

Raman spectra were obtained using a confocal microscope
(CRM200, Witec GmbH, Ulm, Germany). A diode laser of
60 mW output power at a wavelength of 488 nm was coupled
to the microscope via a single mode optical ﬁber and provided
the excitation light. The microscope is ﬁtted with a Raman
edge ﬁlter (OD = 6) to attenuate the elastically-scattered light.
The backscattered light was collected by a multimode ﬁber
which served as the confocal pinhole and dispersed on a
grating (600 lines mm−1). Spectra were acquired using a
Peltier-cooled CCD detector.

2.8. Electrodes

Platinum MBEs (Smart Microsystems Pt MB-4000, Windsor
Scientiﬁc Ltd. Slough, UK) were used to fabricate electronic
devices for two-terminal electrical characterisation of DNA/
MWCNT ﬁlms and vapor sensing experiments. The MBEs
were fabricated on Si/SiO2 substrates. Four independent
platinum electrodes were patterned on the top of the SiO2
layer. The platinum MBEs were cleaned by rinsing with
ethanol and dried in a stream of nitrogen gas. The height of
the electrodes is 200 nm and their width is 10 μm with 10 μm
spaces between them. The surface of the MBEs was electrically insulated except for a window, 2 mm in length, on
which the DNA/MWCNT ﬁlm was deposited by micropipette. Devices were fabricated by drop-casting 3 μl of the
DNA/MWCNT dispersion onto the platinum MBEs. During
sensing experiments, electrical contact was made between
neighbouring electrodes. During current–voltage characterisation, the bias was applied between next-nearest neighbour
electrodes.

2.4. Atomic force microscopy

Atomic force microscopy images were obtained using the
ScanAsyst-in-Air mode of a Multimode VIII AFM coupled to
a Nanoscope V controller (Bruker) and an “E” scanner.
Nanoscope software version 9.1 was used to acquire the images. Silicon nitride cantilevers (ScanAsyst, Bruker) were used
for imaging. These cantilevers have a spring constant of
0.7 N m−1 and a resonance frequency of 150 kHz with a
nominal tip radius of about 2 nm. The acoustic and vibrational
noise of the microscope was reduced by placing it on an
acoustic enclosure/isolation table. Image analysis was performed with Nanoscope analysis software (version 1.5).
2.5. Transmission and scanning electron microscopy (SEM)

Samples of MWCNTs were prepared for transmission electron microscopy (TEM) by drop-casting 3 μl of a dispersion
3
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Figure 1. Block diagram of the sensing apparatus. The temperature of the Dreschel bottle (T′) was monitored by a thermocouple. The

temperature of the sensing cell was controlled by a thermostatted water bath (T).

much shorter than the 90% response time of the sensors,
which is of the order of 102 s. The sensor test system also
comprised 6 mm id PVC tubing and manual valves to deliver
the gas to the sensors inside a locally-constructed glass vessel.
The temperature of the sensor was controlled by immersing
the glass vessel in a digitally-controlled water bath (Grant
TX150, Wolf Laboratories Ltd, UK).
The ﬂow of pure synthetic air was ﬁxed at 125 ml min−1
and the volume ﬂow rate through the Dreschel bottle was
varied between 125 and 500 ml min−1. A thermocouple was
used to monitor the temperature of the Dreschel bottle (T ¢) in
order to determine the saturated vapour pressure of the VOC
from available data tables (NIST WebBook [33]). The
temperature T ¢ was not varied during the experiments. The
temperature at the sensor (T) was monitored by a separate
thermocouple. This temperature was varied using the water
bath in order to carry out the temperature-dependent studies
of the sensing mechanism.

2.9. Current–voltage characterisation

Two-terminal current–voltage measurements at different
temperatures were performed on a probe station (Cascade
Microtech with a B1500A parameter analyser, Agilent) using
a thermal chuck system (Model ETC–200L, ESPEC, Japan).
All the electrical characterisation was carried out under dry
nitrogen in the absence of illumination. The clean platinum
MBEs were analysed on the probe station and reference
current–voltage curves were recorded which showed the
background currents to be less than 100 fA at 2 V
applied bias.
The DNA/MWCNT composite was deposited onto the
Pt microbands by drop casting and the droplet (3 μl) was
carefully combed across the exposed area by dragging it with
the tip of a pipette. The electrodes were the kept in a laminar
ﬂow hood (Envair Ltd, York, UK) at room temperature to
facilitate drying of the solution in a low-dust environment.
The sample was transferred to the chamber of the probe station chamber and maintained under dry nitrogen for 30 min
before collecting the current–voltage curves.

3. Results and discussion
2.10. Gas sensing

First we discuss the structure and composition of the composites, then we describe the electrical behaviour of the
DNA/MWCNT composites and ﬁnally we investigate the
sensing response of two-terminal devices based on DNA/
MWCNT ﬁlms. DNA is not itself an electronic conductor
over mesoscopic lengths [34–37]. However it is well-known
to be useful for the dispersion of CNTs in aqueous media,
because it interacts strongly with the tube walls and stabilises
the dispersion by electrostatic means; other polyelectrolytes
have similar effects [38]. DNA also affects the sensing
behaviour of CNT devices towards organic vapours [27].

DNA/MWCNT dispersions were drop-cast as ﬁlms on MBEs
and the interelectrode resistance was measured using a standard DMM (Agilent 34 401A). The sensing response is
deﬁned as S = (R − R0)/R0 × 100% where R0 is the resistance
in a synthetic air atmosphere and R is the resistance at steadystate after exposure to an air/analyte mixture. A simple
LabVIEW program was used to record the resistance
against time.
The atmosphere at the sensor was controlled by mixing
gas streams; one of pure synthetic air and a second of
synthetic air saturated with the vapour of the analyte
(VOC = volatile organic compound). Figure 1 is a block
diagram of the apparatus. Synthetic air (Zero air 270 020-V,
BOC Ltd, ) is prepared by mixing pure oxygen and nitrogen
in a 1:4 ratio and has a much lower level of impurities
than ambient air (hydrocarbons < 0.1 vpm; CO2 < 1 vpm;
H2O < 2 vpm and NOx < 0.1 vpm). Digital mass ﬂow controllers (Brooks Instrument 5850S, PA, USA) and the Brooks
0260 Smart Interface and software were used to independently control the volume ﬂow rates of the two gas streams.
The mass ﬂow controllers have a settling time of ;1 s that is

3.1. Structure and composition

Figure 2 shows transmission electron microscope images of
the MWCNTs used in this work. The MWCNTs have the
‘Russian doll’ structure which is usually associated with a
metal-like conductance behaviour.
The composition of the DNA/MWCNT ﬁlms was analysed by x-ray photoelectron spectroscopy. The expected
elements C, N, O, P and Na were detected and the corresponding spectra are shown in ﬁgure 3. The C 1s spectrum was
4
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imaged in air. The DNA/MWCNT composite has a mole
fraction of 3.1% on the basis of base pairs and nanotube
carbon atoms. The fraction of DNA by mass is 67%. The bare
MWCNTs are visible as a tangled mass of ﬁbres in
ﬁgure 5(a). After coating with DNA, the AFM image suggests
clumping of individual nanotubes and DNA strands into
thicker features (ﬁgure 5(b)). Cross-section proﬁles of the two
samples are shown in ﬁgure 5(c) for MWCNTs and
ﬁgure 5(d) for the 67% DNA/MWCNT composite. The
proﬁle in (d) shows signiﬁcantly broader features, which we
attribute to a bundling of the ﬁbers in the sample. The difference between these samples provides indirect evidence for
an interaction between DNA molecules and MWCNTs in the
DNA/MWCNT composite.
In order to further investigate the nature of the DNA–
MWCNT interaction, we employed vibrational spectroscopies
which are sensitive to the chemical structure of these materials. Figure 6 presents Raman spectra for drop-cast samples
of MWCNTs, λ-DNA and DNA/MWCNTs. The DNA/
MWCNT composite has a mole fraction of 13.8% on the
basis of base pairs and nanotube carbon atoms (91% by mass
DNA). As expected, the spectrum of samples containing
MWCNTs shows two main peaks at 1370 and 1594 cm−1 for
the well-known D and G bands of CNTs. The Raman spectrum of λ-DNA is dominated by a strong peak at 813 cm−1
which is assigned to the symmetric stretching mode of the
phosphodiester backbone [44, 45]. After preparation of
DNA/MWCNTs composites, this peak remains, but is lower
in intensity than expected on the basis of the mass fraction of
DNA in the composite and shifted to 800 cm−1. The shift can
be rationalised on the basis of the interaction of the charged
phosphate groups with the metal-like nanotubes and suggests
the composite is not merely a mixture of weakly-interacting
components. Figure 7 compares the FTIR spectrum of λDNA and the difference spectrum for the composite DNA/
MWCNTs and bare MWCNTs in order to observe the differences between the environments of the DNA molecules
in the composite and in λ-DNA. The positions of the bands in
the 1400–1600 cm−1 region are similar [46–48]; these include
the in-plane modes of the nucleobases (1548, 1552 cm−1
DNA, composite) and C–N/ring modes (1474, 1464 cm−1
DNA, composite). There are differences in the C=N and
C=O stretches (1631, 1660 cm−1 DNA, difference), but this
region is known also to include contributions from bound
water and the data suggests partial dehydration in the
composite. The main differences observed are in the intensity
of the symmetric P–O stretch of the phosphate (1069,
1074 cm−1 DNA, difference) and of the sugar-phosphate
stretching mode (1159, 1159 cm−1 DNA, difference) indicated by the dotted lines in ﬁgure 7. This suggests screening
of the transition dipole by the metal-like nanotubes. The
modes associated with the nucleobases are not as strongly
affected as the modes associated with the phosphate backbone. This is likely to occur because the former are internal to
the DNA double helix and not in close contact with the
nanotubes. The data are consistent with an interaction of the
DNA with the nanotubes via the charged phosphate groups.

Figure 2. TEM images of (a) bare MWCNTs and (b) a single

MWCNT at higher resolution showing the Russian doll structure.

ﬁtted with 4 components and the energy scale calibrated such
that the largest component (C–C) was at a binding energy of
284.8 eV. Higher energy components at 286.2 and 288.5 eV
are typical of C–O and C=O moieties in DNA and, possibly,
oxidised nanotubes. A fourth, minor component at 284.3 eV
was necessary to model the low binding energy side of the
main C 1s feature. This is close to the value of 284.45
reported for untreated MWCNTs [39], however it is not
possible to assign this deﬁnitively to MWCNTs. There is
evidence of a broad, weak plasmon peak, attributable to
CNTs [40, 41], just below 310 eV in ﬁgure 3. However, the
clearest spectroscopic evidence for the MWCNTs in the
samples is obtained from Raman spectroscopy below.
The N 1s spectrum was ﬁtted with components at
401.4 eV (amine, –NH2) and 399.5 eV (–NH–, –N=). The
amine component at 401.4 eV comprised 16.5% of the
nitrogen atoms and the lower energy component due to imines accounted for the bulk, 84.5% of the nitrogen atoms. This
ratio is consistent with that expected for DNA [42]. The O 1s
spectrum was ﬁtted with components at 530.9, 532.2 and
532.6. The third, minor component at 532.6 eV was necessary
to model the high binding energy side of the O 1s spectrum.
We assign these features to a combination of adsorbed water
and oxygen functionalities in DNA [43]. The P 2p spectrum
was satisfactorily modelled by a single component at a
binding energy of 133.9 eV because the spin–orbit coupling
was not resolved. This binding energy is characteristic of the
phosphate groups expected for a sample containing DNA and
together with the N 1s spectrum is robust evidence of the
presence of DNA that is not subject to uncertainty arising
from contamination by adventitious carbon [43]. Finally, the
survey spectrum showed the presence of Na+ (DNA countercations) with a single component at 1071.5 eV corresponding to the binding energy of Na 1s electrons.
The DNA/MWCNT ﬁlm structure was investigated by
SEM and atomic force microscopy. Figure 4 shows an electron micrograph of the same ﬁlm analysed by photoelectron
spectroscopy with 91% DNA by mass. The ﬁlm takes the
form of a dense ﬁbrous network. DNA molecules are not
visible at the resolution of SEM, however, the image shows
bundles of CNTs which were explored further by atomic force
microscopy.
Figure 5 shows AFM images of bare MWCNTs and a
DNA/MWCNT composite drop-cast on Si chips, dried and
5
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Figure 3. X-ray photoelectron spectra of DNA/MWCNT at 91% by mass of DNA. The sample was drop cast on a p-Si(100) substrate. The

experimental data is the red curve and the rest are ﬁtted components. The residual of the ﬁt is shown at the top of each panel. (a) C 1s
spectrum; (b) N 1s spectrum; (c) O 1s spectrum; (d) P 2p spectrum; (e) C 1s region showing evidence of a plasmon peak near 310 eV and
(f) Na 1s region of a survey spectrum.

which is typical of the metal-like behaviour of MWCNTs [1].
However, as the ratio of DNA:CNTs is increased, the gradient
of the Arrhenius plot decreases and changes sign; for DNA
mass fractions > 67% (mole fractions > 3.1%) the conductance increases with temperature. It is also worth noting
that the conductance of the devices decreases monotonically
as the fraction of DNA increases.
The data of ﬁgure 8 can be understood in terms of a
simple model in which the metal-like temperature dependence
of the multi-wall nanotube conductivity is combined with an
activated process assigned to inter-tube hopping. We model
the electrical properties of DNA/MWCNT composites as a
network of ohmic resistances (the nanotubes) and tunnel
junctions where the carriers hop between nanotubes. We are
primarily interested in the qualitative aspects of the temperature-dependence of the network conductance and therefore
choose a stretched exponential form for the resistance of the

3.2. Electrical characterisation

Prior to the sensing experiments, we characterised the electrical properties of the composites using two terminal current–
voltage measurements. Devices were prepared by drop-casting dispersions of DNA/MWCNT onto Pt-on-SiO2/Si
MBEs. Samples of CNTs in the absence of DNA—bare
MWCNTs—were prepared similarly and used as controls.
Current–voltage (IV ) curves were recorded on a probe station
under a dry nitrogen atmosphere in the absence of illumination and at a controlled temperature. Ohmic IV curves were
observed over the range −2.0 V > Vapplied < 2.0 V in all cases
and the differential conductance at zero bias was extracted by
linear regression. Figure 8 summarises the variation of differential conductance with temperature for all the DNA/
MWCNT composites studied. The bare MWCNT device
shows a decrease in conductance as the temperature increases,
6
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Figure 4. Scanning electron micrograph of a DNA/MWCNT ﬁlm. The sample was 91% DNA by mass and drop-cast on an Si chip.

Figure 5. AFM images of (a) MWCNTs and (b) DNA/MWCNT (67% DNA by mass). The samples were prepared by drop-casting onto

Si(111) chips and imaged in air. Height proﬁles along the red lines marked on (a) and (b) are shown in parts (c) and (d) respectively.

inter-tube junctions (Rj ) given by equation (1).
T b
Rj = Rj0 exp ⎛ 0 ⎞ .
⎝T ⎠

The overall network resistance is assumed to be wellapproximated as a series combination of equations (1) and (2)
and the conductance is therefore given by equation (3)
G = (Rj + Rm)-1.
(3 )

(1 )

R0j and T0 are constants that can be determined by a
regression analysis of the experimental data. We take b = 12
and treat the DNA/MWCNT composite as if it were similar
to a granular metal [49]. The nanotubes make a substantial
contribution to the resistance at low DNA:CNT ratios and we
model their temperature dependence with a simple linear
function appropriate for a metal given by equation (2)
Rm = a + bT.

Figure 8 also shows the ﬁt to the data of the regression
model deﬁned by equations (1)–(3). The extracted values of
T0 and the corresponding activation energies E0 = kBT0
are collected in table 1. The ﬁt of the model to the data is
satisfactory. However, at the highest loading with DNA
(91%), a deviation from the model is observed in which
the conductance becomes temperature-independent when
1000/T  3.

(2 )
7

Nanotechnology 33 (2022) 045502

S B Ali et al

Table 1. Activation energies E0 = kBT0 and temperatures T0 obtained
from the least squares ﬁtting of the regression model of
equations (1)–(3) to the variation of differential conductance with
temperature in ﬁgure 8. The uncertainties are standard errors
estimated under the usual assumption of i.i.d. and normal
measurement errors.

DNA mass fraction
67%
83%
91%

E0/meV

T0/K

84.5 ± 5.3
136 ± 3.0
223 ± 3.1

980 ± 61
1580 ± 35
2590 ± 36

Figure 6. Raman spectra of MWCNTs, λ-DNA and a composite

drop-cast on glass coverslips. (a) MWCNTs, (b) λ-DNA and (c)
DNA/MWCNT composite, which was 91% λ-DNA on a mass
fraction basis. The dotted line indicates the 813 cm−1 band in DNA
discussed in the text. The laser wavelength was 488 nm and the
back-scattered light was dispersed on a grating with 600 lines mm−1.
The spectra are offset on the intensity axis for clarity.

As the ratio of DNA:CNTs increases, the contribution of
the junctions between tubes to the overall resistance is
expected to increase because DNA coats the CNTs. In our
model, this corresponds to an increase in the values of R0j and
T0. If the contribution of the junctions between DNA-coated
CNTs were to dominate, then G ; 1/RJ and the temperature
dependence of the resistance would have the stretched
exponential form of equation (1) and the conductance would
increase with increasing temperature. On the other hand, at
low DNA:CNT mole ratios, when the CNT conductance
dominates, the temperature dependence of the resistance is
similar to that of a metal and the conductance decreases as the
temperature increases as indicated by equation (2). These two
factors are combined in equation (3) which describes the
transition from the metallic conductance–temperature behaviour of bare MWCNTs to the stretched exponential behaviour typical of granular metals.
The data of table 1 shows that the average tunneling
barrier increases monotonically as the mass fraction of DNA
increases. This is useful for sensor design because it is possible to choose a mass fraction of DNA (67%) for which the
device conductance is very weakly dependent on temperature
and therefore the response to analytes can be more easily
distinguished from temperature effects.

Figure 7. FTIR spectra. The ﬁngerprint region of the λ-DNA

spectrum (red line) and the difference spectrum (black line) for
samples of DNA/MWCNT—MWCNT where the composite DNA/
MWCNT was 91% DNA by mass. The resolution was 8 cm−1 and
32 scans were co-added and averaged.

3.3. Sensing response time

Synthetic air was used as the background in the sensing
experiments. Two streams of air were mixed, one of which
passed through a Dreschel bottle and was saturated with the
analyte vapour as illustrated in ﬁgure 1. The partial pressure
of the analyte, p, was controlled using mass ﬂow controllers
to set the volume ﬂow rates of the two streams, denoted Vvoc
and Vair corresponding to the analyte and to pure, dry air.
p = p*

Vvoc
.
Vair + Vvoc

(4 )

p* is the saturated vapour pressure at the temperature of
the Dreschel bottle. Upon switching the gas ﬂow rates, an
abrupt change in analyte concentration was produced and the
time-response of the sensor was observed.
In order to investigate the interaction of the analyte with
the sensor, the temperature, T, of the glass cell containing the
sensor was controlled using a water bath. We use T to indicate

Figure 8. Arrhenius plot (ln G versus 1/T) of the conductance G of
ﬁlms of MWCNTs with and without DNA in varying ratios. The
statistical errors on the datapoints were <1% in all cases.
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in equation (5) for the surface excess of analyte, G (t ), taken up
by the ﬁlm
2 ¥ e
G (t )
=1- 2å
G
p n=0

(-p (n+ ) t t)
1 2
2

2

(

n+

1 2
2

)

.

(5 )

Γ denotes the surface excess as t/τ → ∞. In order to
describe the experimental data, we need to assume a
proportionality between the change in resistance ΔRi of the
device and the surface excess of analyte, Γ. We also include
the background resistance in synthetic air, R0 to obtain
equation (6). The ranges ti  t < ti denote the time periods
when the sensor is exposed to analyte and the ranges
ti  t < ti + 1¢ denote recovery periods when the device is
exposed to pure synthetic air.

Figure 9. Representative examples of raw resistance data for

exposure to pulses of analyte of increasing concentration (p/p*=0.5,
0.67, 0.75, 0.8). The DNA/MWCNT composite was 67% by mass
DNA and the sensor temperature was T = 60 °C. The solid lines are
least squares ﬁts to the data of equation (5) with the same time
parameter τ for the analyte response and the recovery.

R (t ) = R 0 + DRi

G (t )
G

ti  t < ti ¢

G (t ) ⎤
R (t ) = R 0 + DRi ⎡1 ti  t < ti + 1¢.
G ⎦
⎣

the sensor temperature throughout; this is distinct from the
temperature of the Dreschel bottle T ¢. The latter is only
required to determine p* and was constant during each
experiment.
Figure 9 shows representative raw data of resistance
against time for a DNA/MWCNT composite for each of the
VOCs investigated. The stable value of the resistance in
synthetic air is denoted R0. Upon exposure to the analyte, the
resistance increases and reaches an approximately steady
value. Upon switching the ﬂow back to synthetic air, the
resistance decreases and eventually returns towards the
baseline, although there is evidence of drift in the value of R0,
especially in the methanol data of ﬁgure 9. We exposed the
sensor to a series of pulses of analyte of increasing concentration and 50–100 s duration. The time-independent
steady state value of resistance in response to the ith pulse of
analyte is denoted R0 + ΔRi. The sensing response can, in
principle, be modelled as transport-limited or kineticallylimited. We discuss both possibilities and then justify our
preference for the transport-limited model in this particular case.

(6 )

The response time of the sensor to a given analyte is
2
determined by a single parameter t = LD . Equations (5) and
(6) deﬁne the regression model, which was ﬁtted to the
experimental data of ﬁgure 9 by the method of least squares.
It is worth noting that the response to each analyte is
characterised by the same value of τ as the recovery of the
sensor when the analyte stream is replaced by pure synthetic
air and the resistance returns towards the baseline.
Table 2 shows a relatively weak variation of response
time amongst the four analytes, which is compatible with a
diffusion model for this selection of small organic molecules
of broadly similar size.
3.3.2. A kinetic model of the response time of the sensor.

Previous workers have developed a model for situations
where the sensor response due to adsorption of the analyte is
kinetically-controlled [50]. In this case, the time-dependence
is determined by the rate constant for adsorption k and the
equilibrium constant K for the adsorption process:
A + q  A.q.

(7 )

3.3.1. A transport-limited model of the response time of the
sensor. The time-dependence of the resistance can be

A is the analyte, θ is an unoccupied binding site on the
surface and A. θ is an occupied binding site of surface
coverage Γ(t). The rate of the adsorption process is given by a
pseudo-ﬁrst order law as kp (G - G (t )) and the rate of the
desorption process is given by a ﬁrst order law as
(kp!/K )Γ(t). p is the partial pressure of the analyte,
p! = 1 bar is the standard pressure, K is the dimensionless
equilibrium constant for adsorption and K/p! is equal to the
ratio of the adsorption and desorption rate constants. The
time-dependence of the surface coverage has previously been
shown to be simply the difference in the adsorption and
desorption rates [50]. In our notation it is given by

modelled in terms of the uptake of analyte by the composite.
The uptake of analyte was treated as a Fickian diffusion
process and the composite was modelled as a ﬁlm of uniform
thickness L and analyte diffusion coefﬁcient D. At the
ﬁlm/air interface, the analyte surface concentration is given
by a step function: c (L ) = c0 for t  0andc (L ) = 0fort < 0 .
The initial condition is c (z ) = 0 for 0  z < L where z is the
coordinate in the direction normal to the ﬁlm. The underlying
glass substrate is impermeable, therefore a no-ﬂux boundary
condition is imposed at the substrate. Solution of the diffusion
equation under these conditions and integration of the analyte
concentration proﬁle c (z ) over the thickness of the ﬁlm results
9
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amount of analyte adsorbed, i.e. the surface concentration Γ,

Table 2. Response times, τ, for the data of ﬁgure 9. The values are

reported as mean ± estimated standard error. The DNA/MWCNT
ﬁlm was 67% by mass DNA.
τ/s

Analyte
Methanol
Ethanol
Acetone
Chloroform

S = aG ,

which in turn is related to p by a model adsorption isotherm.

65.3 ± 4.8
72.3 ± 6.2
86.8 ± 9.7
108 ± 11

G
K ( p p )
=
.
Gm
1 + K ( p p )

(8 )

Equation (8) can also be used to model the experimental
data. The quality of the ﬁt is similar to equation (5), because
the exponential function, which is the solution of the kinetic
equation, provides an equivalent regression model to that
obtained by retaining only the ﬁrst term of the sum in
equation (5).
In the recovery experiments, the partial pressure of the
analyte p = 0 and therefore the recovery rate is determined
solely by the rate constant for desorption of the analyte,
kp!/K. It is therefore necessary, in a kinetic model of the
response, to also assume Kp! = p, which corresponds to very
weak binding, in order to explain why the recovery rate is the
same as the response rate in the experimental data. Although
the data of ﬁgure 6 alone is not sufﬁcient to choose between
the transport and kinetic models, we favour the former to
analyse the device in this work because the analysis of the
temperature-dependence of the steady-state response below
shows widely varying enthalpies of adsorption for the four
analytes (table 5 below). The desorption rates obtained using
a kinetic regression model would be proportional to the
parameter t1 and would be expected to depend on the enthalpy
of adsorption in a similar manner to Arrhenius’ law.
However, the values of τ vary by less than a factor of 2
and do not show the trend expected for desorption kinetics.
3.4. Steady-state sensing response

The response of individual devices, and their baseline
resistance R0, may vary and therefore we discuss the fractional change in resistance S as a function of analyte, partial
pressure and temperature. Below R denotes the steady-state
resistance as G (t )  G
S = 100% ´

R - R0
.
R0

(11)

Equation (11) is the Langmuir isotherm and contains two
parameters, K is the equilibrium constant for adsorption and
Γm is the maximum surface excess corresponding to a
molecular monolayer of adsorbate. p! = 1 bar is the pressure
in the thermodynamic standard state. As long as Γ = Γm then
the signal is proportional to the analyte partial pressure.
Figure 10 shows calibration plots of S against p/p* for bare
MWCNTs and DNA/MWCNT composites of composition
67% and 83% DNA by mass. In general the plots are linear with
coefﬁcients of determination >0.9 in most cases (table 3). The
analytical sensitivity of these devices is the slope of these plots,
¶S
p* ¶p ; the values are collected in table 4. This data indicates that
bare MWCNTs have a sensitivity to all the VOCs tested that is
of the same order of magnitude, however they are slightly more
sensitive to acetone and methanol. In contrast, the DNA/
MWCNT composites show a marked selectivity for methanol
and in both cases the sensitivity of the devices follows the same
order, methanol > ethanol > acetone > chloroform. The large
increase in sensitivity of the devices containing DNA over the
pure MWCNT device is evidence for the important role played
by the DNA molecules in the sensing mechanism. Typical
sensing mechanisms based on charge injection from the analyte
are not consistent with these observations. Instead, bearing in
mind the effect of DNA on the conductance of the
DNA/MWCNT composites (ﬁgure 8), we suggest that the intertube junction resistance is the source of the analytical signal. The
sensitivity correlates with established measures of polarity: (i)
the relative permittivity of the VOCs as bulk liquids and (ii) their
relative polarity assessed from solvatochromic shifts in optical
absorption spectra. The DNA/MWCNT composites show
higher sensitivity to the more polar analytes as would be
expected for the interaction of polar molecules with the charged
phosphodiester backbone of DNA.
Figure 11 shows a schematic illustration of our proposed
mechanism for the sensing of VOCs by DNA/MWCNT
composites. The DNA coating on the MWCNTs increases the
tunneling barrier between nanotubes as indicated by the conductance-temperature data of ﬁgure (8). Absorption of VOC in
the junction region modulates the tunneling barrier further and
is responsible for the analytical signal. Similar mechanisms
have been observed previously in CNT composites [16, 17].
The nature of the interaction of the analytes with the composites was further investigated by temperature-dependent measurements of the signal. The Dreschel bottle temperature T ¢ was
kept constant to control the saturated vapour pressure of the
analyte, but the temperature T of the glass cell containing the
sensor was controlled by a water bath. The signal S was observed
to decrease with an increase in temperature for both 67% DNA/
MWCNT composites (ﬁgure 12) and bare MWCNTs (ﬁgure 13).

equation (8)
p ⎞
G (t ) = kpG - k ⎛ p +
G (t ).
K ⎠
⎝

(10)

(9 )

This deﬁnition of the analytical signal normalises the raw
data so that different devices can be compared.
The dependence of the sensing response on the partial
pressure of analyte vapour, p can be modelled on the basis
that the normalised signal, S = DRR , is proportional to the
0
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Figure 10. Analytical signal against analyte partial pressure as a fraction of the saturated vapour pressure for (a) methanol; (b) ethanol; (c)

acetone and (d) chloroform. The percentage by mass of DNA in the composite is indicated by the colour: bare MWCNTs (black), 67% (blue)
and 83% (red). The temperature was 17 °C.

adsorption at the surface and the saturated vapour pressure, p*

Table 3. Coefﬁcients of determination (r 2 ) for the calibration plots of

ﬁgure 10. The percentage by mass of DNA in each composite is
indicated.
Analyte
Methanol
Ethanol
Acetone
Chloroform

Bare
MWCNTs

67% DNA/
MWCNT

83% DNA/
MWCNT

0.848
0.974
0.817
0.937

0.981
0.945
0.981
0.980

0.962
0.837
0.939
0.918

G
K ( p p )
=
.
Gm
(1 - p p* )(1 + K ( p p ) - p p* )

(12)

In equation (12) p is the partial pressure of the analyte and
p! is the standard pressure of 1 bar. Γm is the surface concentration of analyte that comprises a single molecular monolayer. Under the assumption of equation (10), that the signal is
proportional to Γ, the temperature dependence of the sensor signal
is then given by equation (13).

This and the low temperatures involved rule out a mechanism
based on chemical reactions that require thermal activation, such
as charge injection by oxidation of the analyte. The data is
however consistent with the adsorption mechanism illustrated in
ﬁgure 11 or condensation of the analyte on the device.
A model for the temperature dependence of the sensing
mechanism can be constructed by choosing a suitable adsorption
isotherm. Previous workers have used the Langmuir isotherm
[20, 50, 52–54] or Hill’s modiﬁcation [30]. This accounts for
speciﬁc interactions of the analyte with the composites, but does
not account for the possibility of condensation of the vapour on
the device as a liquid ﬁlm. To test this additional possibility, we
employ the BET adsorption isotherm, equation (12), which relates
the amount of adsorbed analyte to the equilibrium constant K for

R

¶ ln S
p p*
 + DH 
= -DHads
v
¶1 T
1 - p p*
 + ( p p* ) DH 
K ( p p ) DHads
v
+
,
1 + K ( p p ) - p p*

(13)

 and
where the standard enthalpy of adsorption DHads
the standard enthalpy of vaporization DHv are deﬁned by
equations (14) and (15). Note that in equations (13)–(17) R is the
gas constant and not resistance

DHads
¶ ln K
=¶1 T
R

11
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( ) and the associated standard errors for the calibration plots of ﬁgure 10. ò is the relative

Table 4. Dimensionless analytical sensitivity p*

¶S
¶p

r

permittivity of the bulk liquid at 298 K and RP is the relative polarity based on solvent shifts in optical absorption spectra [51]. The
percentage by mass of DNA in each composite is indicated.
Analyte
Methanol
Ethanol
Acetone
Chloroform

Bare MWCNTs

67% DNA/CNT

83% DNA/CNT

òr

RP

4.38 ± 1.3
2.92 ± 0.34
5.17 ± 1.7
1.49 ± 0.27

182 ± 18
82.3 ± 14
25.7 ± 2.6
9.89 ± 1.0

108 ± 15
24.0 ± 7.5
16.3 ± 2.9
8.21 ± 1.7

32.7
24.55
20.7
4.81

0.762
0.654
0.355
0.259

[56]. It is clear that none of the data is consistent with the
limiting case, represented by equation (17), in which condensation of the analyte on the device is the source of the
device response. It is also worth noting that the decrease in
apparent enthalpy with vapour pressure predicted by
equation (16) in the case Kp/p! > 1 does not apply either,
except in the case of chloroform on 83% DNA/MWCNTs.
The other devices are therefore operating in a regime of the
isotherm where Γ ∝ p. This is also consistent with the linear
calibration plots of ﬁgure 10.
Table 5 presents the mean values of the apparent
enthalpy averaged over the vapour pressure range investigated. In general, the enthalpy of adsorption of the alcohols
on bare MWCNTs is lower than that on the DNA/MWCNT
composites, but comparable in the cases of acetone and
chloroform. This suggests the origin of the selectivity is
related to the interaction of the polar, protic molecules with
the polyelectrolyte, DNA.

Figure 11. Schematic illustration of the junction formed between two

DNA-coated carbon nanotubes crossing in the DNA/MWCNT
composites. The curved arrow indicates the thermally-activated
tunneling process by which charge transfers between nanotubes.

DHv
¶ ln p*
=.
¶1 T
R

(15)

 < 0 and DH  > 0 . Equation (13) simIn general DHads
v
pliﬁes in two cases. The ﬁrst corresponds either to the Langmuir
isotherm where condensation is negligible or where condensation
of the analyte occurs, but has no direct effect on the signal.
Dropping terms in p/p* results in equation (16)

4. Conclusions

DH 

¶ ln S
1
¶ ln K
ads
(16)
=
.

¶1 T
1 + K ( p p ) ¶1 T
R
The second case describes the situation where condensation
of the analyte as a liquid ﬁlm dominates the device response,
equation (17)
DHv p p*
¶ ln S
=2
.
¶1 T
R 1 - p p*

DNA and other polyelectrolytes have been used previously to
stabilise aqueous dispersions of CNTs. They also modulate
the sensing response of nanotubes to organic vapours. We
have investigated the conductance and the mechanism of the
sensing response of MWCNT/DNA composites prepared by
drop-casting aqueous dispersions onto MBEs. Methanol,
ethanol, acetone and chloroform were used as test analytes.
Two-terminal current–voltage measurements indicate
that increasing the ratio of DNA:CNTs reduces the conductance of the composite and changes the temperature
dependence from a metal-like response of bare MWCNTs, in
which the conductance decreases with temperature, to an
activated behaviour in which the conductance increases with
temperature. The temperature-dependence could be ﬁtted with a
simple model of two series resistances. The ﬁrst depends linearly
on temperature and models the behaviour of the MWCNTs and

(17)

We can distinguish these two cases by the dependence of the
¶ ln S
apparent enthalpy DH = -R ¶1 T on the analyte partial pressure. In the ﬁrst case, the apparent enthalpy is weakly decreasing
with partial pressure, but in the second case, the apparent enthalpy
becomes large and negative as p/p* → 1.
Figure 14 shows plots of apparent enthalpy against the
analyte partial pressure as a fraction of its saturated vapour
pressure. The measurements shown in this ﬁgure are designed
to distinguish the two cases described above. In all datasets,
except those of acetone and chloroform on 83% DNA/
MWCNTs at low pressure, the apparent enthalpy is roughly
constant; this is consistent with a Langmuir model of
adsorption and not with condensation of bulk liquid. The
green lines in ﬁgure 14 show the prediction of equation (17)
based on the known enthalpies of vaporization [33] for
methanol [55], ethanol [55], acetone [55] and chloroform

b

( )

the second has the stretched exponential form exp TT0 which
models the tunneling barriers between nanotubes. As the mole
fraction of DNA increases, T0 increases and the second term
dominates. It is also possible to choose a composition (3.1%
mole fraction, 67% mass fraction of DNA) in which the two
opposing temperature dependences compensate and the conductance shows less than 5% change over the range 293–373 K;
12
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1
T

for methanol (circles) and ethanol (squares) on a DNA/MWCNT composite containing 67% DNA by mass.
(a) p p*(T ¢) = 0.5; (b) p p*(T ¢) = 0.66; (c) p p*(T ¢) = 0.75; (d) p p*(T ¢) = 0.8.

Figure 12. ln S against

1
T

for methanol (circles) and ethanol (squares) on bare MWCNTs. (a) p p*(T ¢) = 0.5; (b) p p*(T ¢) = 0.66;
(c) p p*(T ¢) = 0.75; (d) p p*(T ¢) = 0.8.
Figure 13. ln S against

this composition is useful for sensing applications in order to
discriminate against temperature changes.
Upon exposure of the DNA/MWCNT composites to
organic vapours in a ﬂow system with synthetic air as the carrier

gas, the resistance of the devices increases. The time-dependence
of the resistance change was modelled as a diffusion process in
which the analyte penetrates the DNA/MWCNT ﬁlm. A kinetically-limited adsorption process was found to be unlikely
13
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Figure 14. Apparent enthalpy -DH = R

¶lnS
¶1 T

against partial pressure p p*(T ¢). The green lines show the predictions of equation (17) for

condensation of the analyte on the device. Experimental data for (black) bare MWCNTs, (blue) 67% DNA/MWCNTs and (red) 83% DNA/
MWCNTs.
Table 5. Mean apparent enthalpies of adsorption DH /kJ mol

−1

model based on the Langmuir adsorption isotherm and the
proportionality of the signal to the amount of analyte adsorbed.
The analysis of this data showed that condensation of VOCs on
the device as liquid ﬁlms does not affect the response of the
device, but the measured adsorption enthalpies of the analytes
indicates stronger interaction of the polar, protic species with
the composites.

determined from the temperature dependence of the sensing
response. The percentage by mass of DNA is indicated for each
composite.
Analyte
Methanol
Ethanol
Acetone
Chloroform

Bare MWCNTs

67%
CNT/DNA

83%
CNT/DNA

−12.7 ± 3.0
−24.9 ± 2.3
−25.7 ± 1.5
−10.6 ± 3.6

−52.2 ± 4.0
−72.5 ± 6.2
−34.4 ± 5.7
−8.8 ± 4.8

−36.9 ± 5.9
−24.5 ± 9.5
−14.5 ± 6.9
−15.3 ± 3.3
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