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Abstract—Carbon nanotubes (CNTs) have shown promis-
ing results for gas sensing due to their high surface area.
Since humidity has a great impact on the electrical conduc-
tivity of resistive CNT gas sensors, we have investigated the
change of humidity on their sensing properties. In this study,
we fabricated vertically aligned CNT-based gas sensors for the
detection of volatile organic compounds. The morphologies
and phase structures of the fabricated samples were charac-
terized using scanning electron microscopy (SEM), X-ray dif-
fraction (XRD) and Fourier-transform infrared spectroscopy
(FT-IR), confirming the presence of CNT with some surface
impurities. It was found that a relative humidity increase from
10% to 80% can reduce the electrical conductivity of the
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sensor by around 4%. On the other hand, for a humidity above 80% the conductivity increased slightly. The fabricated
device has been used as a gas sensor for volatile organic compounds, and the cross-sensitivity to humidity was
investigated. It was found that in the fabricated sensors, a change in humidity up to 80% results in a 40% decrease

in the response for the studied organic compounds.

Index Terms— Carbon nanotubes, cross-sensitivity, gas sensors, humidity, volatile organic compounds.

|. INTRODUCTION

UMIDITY is one of the most important physical quan-

tities which cannot be eliminated. Therefore, humidity
sensors are the most widely used devices to measure the
humidity for different applications. Humidity sensors are used
in the industrial, environmental, and monitoring fields [1]-[4].
Corrosion caused by moisture is one of the most common
causes of structural failure [5], so there is a great deal of
research into the construction of high-efficiency humidity
sensors. Humidity can affect all industrial equipment including
measuring structures and disturb them [6]. Therefore, failure
to control the amount of humidity can make the measurement
system’s responses unreliable. Gas sensors are one of the
most important measurement systems in various industries.
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Various studies on different types of gas sensors have shown
an unwanted effect of humidity on the responses to gases of
interest [7]-[9].

Changes in the amount of humidity on different mate-
rials have different effects, depending on whether they
are hydrophilic or hydrophobic materials [10]. The effect
of humidity on hydrophilic materials can be macroscopic
as well as microscopic while in the hydrophobic materi-
als this effect is only visible microscopically [11]. These
effects can cause changes in weight [12], capacitance [13],
electrical resistance [14], thermal conductivity [15], crystal
frequency [16], etc.

Carbon nanotubes (CNTs) are among the hydrophilic mate-
rials which are a kind of carbon allotrope [17]. CNTs, due
to their electrical, mechanical, thermal, optical and sensing
properties, are a good candidate for various sensors, including
gas sensors, and are feasible to be integrated into electronic
circuits [18]-[21]. The electrical properties of CNTs are sen-
sitive to charge transfer and doping effects by interacting with
molecules of sensible substances. The density of the charge
carriers in the CNT can change when electron-withdrawing
molecules or electron-donating molecules interact with the
tubes. Furthermore, CNTs have a large surface area which
can increase their sensitivity.

republication/redistribution requires IEEE permission.
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Fig. 1. The schematic diagram of PECVD setup for CNTs growth.
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In recent years, CNTs as humidity sensing layers have
been investigated, and many researchers have reported the
development of CNT-based sensors for humidity detec-
tion [22]. Generally, CNT humidity sensors are fabricated
using bundles [23], hybrid polymer composites [24] or dis-
persed solutions [25] of single or multiwall carbon nanotubes.
The performance of these sensors has been reported to be
improved by the addition of suitable polymer or metal oxide
nanoparticles [26].

However, limited work has been done on the effects of
humidity on the gas sensing mechanism of CNTs [27], [28].
In this paper, vertically aligned MWCNTs have been synthe-
sized on a quartz substrate via a simple, low-cost fabrication
process. The effect of humidity on their electrical properties
and Volatile Organic Compounds (VOCs) sensing has been
investigated.

Il. EXPERIMENTAL METHODS
A. CNT Growth and Sensor Fabrication

Multi-walled carbon nanotubes (MWCNTs) were grown
on a quartz substrate using plasma-enhanced chemical vapor
deposition (PECVD) method. The method facilitated the
growth of aligned MWCNTSs by acquiring two temperature
zones in the reaction chamber and applying a DC plasma
between those two zones. The details of the method for grow-
ing MWCNTs are described in ref. [29]. As a catalyst, 10 to
30 nm of nickel thin film was deposited on a quartz substrate
by the electron beam evaporation method. Vertical alignment
was chosen for the CNTs to achieve the largest interaction
surface. If CNTs were not vertically aligned, they would lean
on each other and many of them would be isolated from the
surface. Therefore, the volume-to-surface ratio decreases, and
the diffusion of gas molecules becomes more difficult.

A schematic diagram of the PECVD reactor is shown in
Fig. 1. As shown in the figure, the reactor chamber is separated
into two different zones. Zone 1 was heated up to 600 °C and
the temperature of zone 2 was set to 250 °C. The introduced
acetylene reaction gas was dissociated by the heat and the
plasma at the first zone (Z1) which then flows to the lower tem-
perature zone (Z2) where the Ni coated substrates are placed.
CNT growth takes place in zone 2 which is at a lower temper-
ature, and which due to the electrode configuration led to the
formation of a two-dimensional plasma. This two-dimensional
plasma provides aligned CNTs. It should be noted that all
reactions have been done at the absence of oxygen, thus,
before starting the CNT growth process, the whole chamber

1.28sm

Fig. 2. SEM micrograph of CNTs grown on a 30 nm deposited nickel on
a quartz substrate.

Fig. 3.
(b) Example of a grown CNT sample.

(a) SEM micrograph of CNT sensor (Scale bar is 1 micron);

must be pumped down to a low atmospheric pressure around
50 mTorr to evacuate atmospheric gasses.

A micrograph of the fabricated CNTs is shown in Fig.2.
Regular formed CNTs of approx. 50 nm in diameter were
obtained on the substrate. The aligned tubes result in a very
high surface-to-volume ratio.

The sensors were fabricated by cutting out 10 mm wide,
5 mm long square samples. From scanning electron micro-
scope images, the thickness of the samples is determined to
be roughly 700 nm, as shown in Fig. 3(a). Copper wires were
bonded as electrodes to the top of CNTs samples using silver
paste. Fig. 3(b) shows the grown CNT sample before the wires
were connected.

B. Measurements

Fourier-transform infrared spectroscopy (JASCO, model:
460 Plus) and X-ray diffraction (Inel, model: EQUINOX3000)
were used to characterize the CNT samples.

All the humidity and gas experiments were carried out
in a 1 liter chamber. To measure conductivity, a Keithley
238 source meter was used. A Pintek-900 LCR meter is
used for testing the capacitance of the sensor. The relative
humidity (RH) and temperatures inside the chamber were
monitored. Relative humidity depends on temperature and the
pressure of the system. In this study, because the subject is
relative humidity, the temperature has been kept constant for
a correct comparison. A Samwon commercial humidity meter
was also used to measure the ambient humidity. The amount of
humidity required for calibration was created by a commercial
ultrasonic humidifier JR model JRG. A 1.6 MHz oscillator
with 100 V output voltage was designed for the humidifier.
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Fig. 4. Schematic diagram of the testing facility.
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Fig. 5. FTIR spectra of the CNT samples produced by PECVD.

Silica gel was used to reduce the moisture content below
ambient.

To characterize the performance of the fabricated aligned
CNT used as a sensor, we measured the changes in its
resistance and capacitance upon exposure to different gases
and relative humidity’s inside the chamber. Sensors response
were obtained at the presence of VOCs vapors at different
concentrations which were provided by evaporating an exact
amount of liquid alcohol, which was measured by a micro
sampler, into the chamber. As illustrated in Fig. 4, the fabri-
cated sensor was placed inside the chamber and electronic
measuring equipment was connected to the sensor outside
of the chamber. Electrical measurements have been carried
out with an accuracy of #0.5%. Thus, a change in sensor
resistance due to humidity is ruled out. All experiments are
carried out at room temperature (24 °C £ 1 °C).

I1l. RESULTS

A. Characterization

We applied Fourier-transform infrared (FTIR) spectroscopy
and X-ray diffraction (XRD) to characterize the CNT samples.
The results obtained by FTIR showed the formation of high
purity product with the least amount of impurity. The FTIR
spectroscopy also showed the presence of structures with
graphite-like spectra, except that they are shifting towards
lower wavenumbers [30]. Figure 5 shows a sequence of FTIR

(002)

Catalyst
(110)
Catalyst

(100)
(112)

intensity (a.u.)

CNT film

10 20 30 40 50 60 70 80

2 theta (0)

Fig. 6. X-ray diffraction pattern of aligned CNT film.

spectra for our CNT film for wavenumbers ranging between
500 cm~! and 3500 cm~!. As reported in [31], the peaks at
1736 cm™! and 1445 cm™! in the spectra are due to the stretch-
ing and bending vibration of the CNT. Peaks at 1736 cm™!
also show the highest absorption rate. Other absorption peaks
are related to surface impurities resulting from the fabrication
process. The spectra show dominant peaks at 2362, 1372, and
1250 cm™!, which is corresponding to C—O, N-CH3, CNT and
C-N, respectively. The peaks at 2925 cm™! and 2851 cm™! are
stretching vibrations of C-Hy. Furthermore, the peak observed
at 1026 cm™~! is due to the vibration of the Si-O bond, which
is related to the quartz (SiO;) substrate.

The observed spectrum shows a small number of impurity
bands with short intensity peak which indicates the high purity
of the grown CNT. The observed spectrum corresponds to the
graphs reported in the references [32], [33].

To analyze the phase response of CNT samples we
use XRD. In our XRD equipment monochromatic optic
Kal or Kal/2 were used. The degree of X-ray radiation
depends on the distances and location of atoms in the crystal
lattice of the material [34]. We note that CNT do not have
a crystalline lattice [35]. However, periodic structure results
in the creation of diffraction peaks in the XRD diffraction.
The XRD results measured at different angles confirmed the
growth of CNT and its structural features [36]. The CNT X-ray
pattern has many similarities to the graphite pattern because
both are build-up from stacked graphene sheets [35].

The carbon atoms in the CNT, like other fullerenes, radiate
rays in all directions. This variety of directions in different
angles depends on the placement of the different graphite
plates and the type of tube placement of the CNT. However,
the peak intensity of CNT diffraction depends on the mor-
phological direction of CNTs. When the X-ray strikes one of
the walls of CNTs, it creates (002) peaks with some parallel
reflections. In addition, as the X-rays pass through the gap
between the walls or the tubes, it produces some hexagonal
peak arrays [37].

Figure 6 shows the XRD pattern of the synthesized samples
where the carbon peaks are well recognized [38]. As can be
seen in the pattern, the peak (002) shows the existing carbon
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Fig. 7. -V characteristic of aligned CNT at room condition with a
change in a) temperature b) pressure c) relative humidity. The inset of
a) shows the |-V characteristic for 25 °C and 150 °C from —1 V to +1 V),
indicating good linearity and Ohmic contact. Unless otherwise specified
the conditions are 25 °C, 760 Torr and 30% RH.

in the hexagonal atomic networks. This peak can also be
the result of parallel stacking of carbon tube layers. It has
been shown that peak (002) intensity decreases in aligned
CNTs [39]. The distance between the carbon nanotube plates
and the type of nanotube formation can affect the (002)
peak [36]. Interestingly, the peak is also observed on the
pattern of graphite plates [40]. The other peaks (100), (110)
and (112) shown in the figure diffraction reflect the space
between graphene plates and tubes. These distances also affect
the magnitude and width of these peaks [36]. In addition to
the known peaks in the X-ray diffraction of CNTs, several
others are also observed. These peaks are due to the catalyst
(nickel) used in the fabrication process which was observed
in NiO form [41].

B. Conductivity Sensing Experiment

CNTs contain both electrons and holes but intrinsically
typically behave as p-type semiconductors [42]. However,
in some circumstances, they show metallic behaviors [43].
For instance, in aligned MWCNT, the CNT acts like met-
als because of their increased diameter which reduces the
bandgap [44]. Also, their energy bands interactions will cause
overlap of the conduction and valence bands. In other words,
there is a high probability of having at least one metallic shell
in MWCNT [45].

We now move on to the effect of peripheral factors on our
samples. Figure 7 compares the current-voltage characteristic

27

26

25 Change in the

semiconductor

i type
23 [

Conductance (uS)

22 f

21 : 1 1 1 1 1 1 1
10 20 30 40 50 60 70 80 90
Relative Humidity (%)

Fig. 8. The variation of the CNT sample conductance in terms of relative
humidity at room temperature and atmospheric pressure.

of aligned CNTs for different ambient pressure, temperature,
and humidity. As is shown, changing the humidity, pressure
and temperature will not affect the CNT ohmic contacts with
the silver electrodes. In all cases the devices behave Ohmic.
The room conditions in this study assume 25 °C temperature,
760 Torr pressure and 30% relative humidity.

Since the CNTs are hydrophobic materials, their interaction
with water molecules occurs at the microscopic level [17].
The presence of water molecules on the surface of the nan-
otubes can create surface groups such as —-OH and -COOH.
In MWCNTs, the bonds between the walls of the nanotube are
sp? hybridization and there are w-bonds between the walls
of the MWCNTs. Therefore, adsorption of water molecules
occurs on the surface of the nanotube or between the walls
and the electric charge transfer in this adsorption is a chemical
process.

When CNTs inside the chamber are exposed to a certain
amount of humidity, HyO molecules are adsorbed on the sur-
face of the nanotubes. The amount of this adsorption depends
on the relative humidity. In the adsorption process, due to the
difference in electric potential, electrons are transferred from
the HpO molecules to the CNT. As it is clear from Fig. 8,
increasing the humidity reduces the electrical conductivity of
the sensor and this reduction continues until a relative humidity
of 80%. Electrons moving from the HyO molecules to the
CNT recombine with hole carriers of CNT. This recombination
results in a decrease in the majority carriers of the CNT,
which ends up to increasing the samples’ resistance. Thus,
H>0O molecules play the role of electron donor.

The upward trend after the 80% relative humidity can be due
to two mechanisms: 1) A further increased electron impurity
level results in more electron carriers than hole carriers. There-
fore, at high humidity level, electrons become the majority
carrier and CNT changes from a p-type semiconductor to an
n-type semiconductor. Therefore, the increase in the number of
electrons from adsorption leads to an increase in the electrical
conductivity. Alternatively, 2) at high humidity a conductive
electrolytic layer on the surface of the nanotube can form.
Since this resistor is in parallel to the CNT resistor, the overall
resistance is reduced.

The carrier transfer leads to a change in the Fermi level
as well as an increase in the width of the depletion layer.
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on the surface and between the CNT walls.

In this study, we assumed that the response and recovery
time criteria are 10% to 90%. The higher the humidity content,
the adsorption on the surface of the nanotubes becomes more
dominant and by cutting off the humidity, desorption of water
molecules from the surface occurs faster. As it is clear from
Fig. 9, the ratio of recovery time to response time from 70%
to 30% compared to the same ratio from 50% to 30% is lower.

Within the adsorption and desorption process, there are
several chemical mechanisms with different rates [47]. Since
the change in conductivity depends on the rate of these
mechanisms, the conductivity takes the form of a hysteresis
curve. This phenomenon is depicted in Fig. 10, in which we
have considered that the relative humidity varies from 40% to
70% and backwards.

C. Capacitance Sensing Experiment

The capillary condensation of water vapors is a common
method for parameter evaluation for porous structural mate-
rials with a size of 2-100 nm [48]. The capillary condensa-
tion leads to the formation of water molecules between the
walls of the nanotubes [49]. The trapped molecules do not
just change the distance between the walls but modify the
capacitance of the sample [50]. According to the equation
C = aosrg, the measured capacitance of the sensor in our

10 20 30 40 50 60 70 80 90
Relative Humidity (%)

Fig. 11. a) Equivalent electrical circuit for CNT based humidity sensor.
b) Variation of the CNT capacitance with relative humidity at different
frequencies (1 kHz, 10 kHz and 100 kHz) at room temperature.

study is less than the capacitance of CNT humidity sensors
previously reported in the literature [51]-[53], because the
surface of the electrode is significantly smaller than the
distance between electrodes. In CNT humidity sensors, a large
area plate (A) is designed and the distance between the plated
(d’) is designed to be as small as possible but in our study,
because both electrodes are placed on the CNT surface, the
effective surface area (A) is very small.

The sensor was connected to an LCR meter. The LCR
meter has a frequency range from 100 Hz to 100 kHz.
Calibration was performed following the standard procedure
of the LCR meter operation manual before starting the capac-
itance measurements. A bridge method technique was used
in our LCR meter. A commercial capacitor sensor was used
to eliminate the capacitive effects of other components. As a
result, the equivalent circuit of the sensor can be modelled
with a resistor Rent paralleled to a capacitor Cent as shown
in Fig. 11(a). The measured values for Rent and Cent at
room conditions are 39 kOhm and 0.1 pF, respectively.
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Fig. 12. a) response of CNT gas sensor at 50 ppm concentrations
of butanol, propanol and acetone at room temperature and atmospheric
pressure. b) The variation of the CNT sensor response in terms of relative
humidity at the same conditions.

Figure 12(b) illustrates the variation of the capacitance as
a function of relative humidity, for three different frequencies
of 1 kHz, 10 kHz and 100 kHz. As the humidity increases the
dielectric constant between the graphene plates changes when
water moves between them. The relative permittivity from air
to water increases and leads to larger capacitance. Addition-
ally, and according to Fig. 11(b), it can be concluded from the
figure that the rate of change in the capacitance is lower for
higher frequencies. As the frequency increases, the response
of the sensor decreases and the flat region shifts towards the
higher humidity’s. This is because the dielectric polarization
of water vapor occurs properly at low frequencies [54].

D. Gas Sensing Experiment

The fabricated sensors are used for sensing different organic
compounds such as vapor of Acetone, Butanol and Propanol.
The following equation is used to calculate the response:
|Rgas - Rairl

air

response(%) = x 100 (1)

TABLE |
HUMIDITY EFFECT ON GAS SENSING PARAMETERS
AT ROOM TEMPERATURE

Response
@RH
30%°

Respons

e @RH

70%
3.310

Response and

recovery time

@RH 30%
~50s
~65s
~65s
~200s
~250s
~260s

Response and

recovery time

@RH 70%
~30s
~30s
~40s
~110s
~125s
~150s

Concentr

Gas X
ation

Acetone
Propanol
Butanol
Acetone
Propanol
Butanol

50 ppm
50 ppm
50 ppm
200 ppm
200 ppm
200 ppm

2Gas Response to 30% humidity

In which Rgj; is the resistance of two ends of the terminals
before gas exposure in stable mode and Rgas is the exact
resistance after gas exposure.

Figure 12(a) shows the response of the fabricated sensor
at room condition with a relative humidity of approximately
30%, for 50 ppm of different gases. Gas sensing is also
considered for relative humidity ranging from about 10%
to 90%. As indicated in Fig. 12(b) the response of the sensor
to the studied gases decreases as the humidity increases.
The decrease in the response is slow for a relative humidity
below 50%, while after that variations continue with a steeper
slope.

Since the reduction in gas sensing of CNT occurs because
of the adsorption of surface oxygen, presence of water vapor
molecules on the surface of the nanotubes reduces the surface
to volume area of the gas sensor and causes less oxygen to be
targeted when exposed to gaseous molecules. We also note that
it is less likely for these molecules to pass through the walls
due to the water filling between the walls. The greater effect
of acetone than other vapors can be due to a large affinity for
water adsorption of acetone [55].

Although the change of semiconductor type of the CNTs
occurs at the relative humidity above 80% as shown in Fig. 8§,
since the volume of water vapor molecules on the surface
of the nanotubes is remarkably large, the postulated type
changing does not have a significant effect on gas sensing.

In the operating frequency range of gas sensors (usually DC
to a maximum of 100 kHz) the effect of reactance resistance is
negligible (the imaginary part of the impedance is negligible).
In this study, the impedance phase varies from 0 to 1.5 degree,
which is practically trivial.

Table I shows the results of the humidity effect on gas
sensing parameters in the fabricated CNT sensors. As shown,
40% increase in humidity results in about 60% decrease in
response for all studied gases. This increase in humidity has no
adverse effect on response time and recovery time of sensors.

Based on the information obtained in this study, the use
of a CNT gas sensor should be done considering the effect
of humidity. Humidity changes in the environment make the
sensory response of CNT gas sensor unreliable. Use of other
CNT structures or hybrid structures with materials that can
reduce the effect of humidity can be a solution to this limita-
tion. An array of CNT sensors that can detect the effects of
humidity by processing and patterning their results is another
solution.
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IV. CONCLUSION

Changes in ambient relative humidity can affect the elec-
trical conductivity, capacitance and sensing mechanism of
CNT sensors. In this study, aligned CNT which function
as sensing layer with a large surface-to-volume ratio were
grown on quartz substrate by using PECVD. FTIR and XRD
characterization techniques and SEM images were used to
characterize the samples and CNT growth was confirmed.
The fabricated aligned CNT sample was investigated as a
resistive and capacitive humidity sensor and its equivalent
circuit model was presented. The effect of humidity on differ-
ent concentrations of propanol, butanol and acetone volatile
organic compounds were tested. It has been determined that
changes in humidity can alter the CNT sensor sensing response
to the mentioned gases and the effect of humidity cannot be
ignored.
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