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ABSTRACT: The primary objective of this work is to demonstrate a novel sensor system as a convenient vehicle for scaled-up
repeatability and the kinetic analysis of a pixelated testbed. This work presents a sensor system capable of measuring hundreds of
functionalized graphene sensors in a rapid and convenient fashion. The sensor system makes use of a novel array architecture
requiring only one sensor per pixel and no selector transistor. The sensor system is employed specifically for the evaluation of
Co(tpfpp)ClO4 functionalization of graphene sensors for the detection of ammonia as an extension of previous work.
Co(tpfpp)ClO4 treated graphene sensors were found to provide 4-fold increased ammonia sensitivity over pristine graphene
sensors. Sensors were also found to exhibit excellent selectivity over interfering compounds such as water and common organic
solvents. The ability to monitor a large sensor array with 160 pixels provides insights into performance variations and
reproducibility−critical factors in the development of practical sensor systems. All sensors exhibit the same linearly related
responses with variations in response exhibiting Gaussian distributions, a key finding for variation modeling and quality
engineering purposes. The mean correlation coefficient between sensor responses was found to be 0.999 indicating highly
consistent sensor responses and excellent reproducibility of Co(tpfpp)ClO4 functionalization. A detailed kinetic model is
developed to describe sensor response profiles. The model consists of two adsorption mechanismsone reversible and one
irreversibleand is shown capable of fitting experimental data with a mean percent error of 0.01%.

KEYWORDS: graphene, chemiresistive sensors, porphyrin, Co(tpfpp)ClO4, NH3 sensors

1. INTRODUCTION

The primary objective of this work is to demonstrate a novel
sensor system as a convenient vehicle for scaled-up repeatability
and the kinetic analysis of a pixelated testbed. This work
develops a sensor system capable of measuring hundreds of
functionalized graphene sensors in a rapid and convenient
fashion. The sensor system makes use of a novel array
architecture requiring only one sensor per pixel and no selector
transistor. The sensor system is employed specifically for the
evaluation of Co(tpfpp)ClO4 functionalization of graphene
sensors for the detection of ammonia as an extension of
previous work.
Graphene is a two-dimensional carbon allotrope consisting of

an atomically thin layer of sp2-bondeds carbon atoms arranged
in a hexagonal lattice structure.1−4 Key material properties

include high carrier mobilities,5 low optical absorption,6,7

mechanical strength and flexibility,6−10 and chemical stabil-
ity.11−14 Excellent chemical stability is critical for the direct
interface with the chemical environments without the need for
protective coatings.11,13−16 These material properties, in
combination with the emergence of scalable graphene
production,17,18 have led to extensive interest in graphene-
based gas sensors.19−21 Specifically, ultrasensitive gas sensors
are possible wherein the entire active channel is capable of
interacting with the analyte with potential for added features
such as flexibility and transparency.
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Conductivity-based detection of ammonia has been reported
for metal-oxide based sensors,22−24 conductive polymer-based
sensors,25−28 as well as conductive polymer sensors function-
alized with metal-complexes.29 Additionally, graphene-based
chemiresistive sensors have been shown to provide suitable
platforms for the detection of ammonia in the gas phase.30−33

Seredych et al.34,35 demonstrated the adsorption of ammonia
on pristine graphene oxide and determined the interactions to
be the result of ammonia reacting with surface groups on the
graphene oxide. Conductivity-based ammonia detection with
graphene has been reported for pristine,36,37 polyaniline-
functionalized,30,38,39 SnO2 and CuO nanostructure decora-
ted,32 Cu-based MOF/graphene hybridized,40 fluorinated,41

and NO2-doped
31 graphene sensors.

Recently, we demonstrated the sensitive and selective
detection of amines via noncovalent functionalization of carbon
nanotubes (CNTs) with cobalt meso-arylporphyrins.42 Herein,
we apply a similar modular functionalization scheme to an array
of microfabricated graphene-based sensors. Porphyrins are
particularly well-matched to graphene sensors because they
provide excellent sensitivity while producing minimal perturba-
tion to graphene’s band structure and electrical properties.
Specifically, metalloporphyrins form noncovalent interactions
with the graphene leaving the π-bonds responsible for
graphene’s unique electrical properties intact.43 Many metal-
loporphyrins exhibit strong dipoles when bound to analyte and
relatively weak dipoles in their unbound states.44 This is
particularly true for cobalt porphyrin when bound to NH3.

45

These strong dipole interactions serve to alter the carrier
concentration in the underlying graphene and ultimately
modulate sensor conductivity based on analyte concentra-
tion.44,46 Porphyrins also represent an attractive means of
functionalization because they provide a high degree of
selectivity.46,47

The graphene sensor array is designed as an insertable chip
for use in conjunction with a custom readout system. The
readout system was designed to be compact and include
universal serial bus (USB) connectivity for portability and ease
of use. It also includes custom data acquisition software. The
combination of these features enables high-quality data
acquisition for hundreds of sensors in a rapid and convenient
fashion. In previous works, sample sizes and analysis were
extremely limited−ranging from individual devices to tens of
devices at best.42,43 The ability to monitor large sample sizes (N
= 160) provides new insights into performance variation and

reproducibility. The data available from the fabricated sensor
array was also used to develop a detailed kinetic model
describing sensor response profiles to changing ammonia
concentrations. Measurements of the adsorption kinetics of
ammonia on graphene films are limited and have been
previously determined only for graphene decorated with
platinum nanoparticles.48

2. EXPERIMENTAL SECTION
2.1. Sensor Array Fabrication. Graphene chemiresistive sensors

consist of a functionalized graphene channel between two conductive
source-drain contacts. Fabrication of an array of sensors begins with
clean glass substrate on which a two-layer metal grid is microfabricated
to provide access lines to individual sensors. Commercial-grade
graphene is transferred over the array and etched to define the
graphene channel regions for each pixel. A passivation layer is
deposited on top of the sensor array in which windows are opened to
expose the graphene channel region of each pixel.

The graphene sensor array is designed as an insertable chip. The
array takes advantage of wire sharing to the extent possible and enables
access to M x N sensors using only M + N wires, where M and N
represent the number of rows and columns, respectively. Source-drain
current signals from the graphene sensors are amplified and converted
to voltages using custom-designed circuitry that is packaged into a
small form factor printed circuit board (PCB). The custom-PCB is
further interfaced with a microcontroller, which enables sensor readout
using an analog-to-digital converter (ADC) and data transmission to a
personal computer for data recording and analysis. An overview of the
graphene sensor system and its key components is presented in Figure
1A−G. Detailed information regarding sensor array fabrication and
readout system design is included in the Supporting Information.

2.2. Sensor Array Functionalization. 5,10,15,20-Tetrakis-
(pentafluorophenyl)porphyrinatocobalt(III) perchloratealso re-
ferred to as cobalt porphyrin and Co(tpfpp)ClO4is depicted in
Figure 2 and was synthesized according to previously published
procedures.42 After synthesis, the porphyrin compound was dissolved
in dichloromethane (DCM) at a concentration of 0.075 mg/mL. The

Figure 1. (A) Complete measurement system and sensor array insert, (B) system overview, (C) graphene sensor diagram, (D) microscope image of
graphene sensor with channel region outlined in white (dashed), (E) sensor array architecture, (F) microscope image of graphene sensor array, and
(G) transimpedance amplifier schematic.

Figure 2. Chemical structure of the Co(tpfpp)ClO4 selector unit on
top of a graphene sheet.
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sensor array was functionalized with one microliter of the porphyrin
solution, which was dropcast on the array and allowed to air-dry.
Further details regarding sensor array functionalization are provided in
the Supporting Information.

3. RESULTS AND DISCUSSION

3.1. Control Comparisons. Initial investigations quantify
the sensor responses to changing concentrations of ammonia.
Sensor array fabrication, functionalization, and detection
methods are all detailed in the Supporting Information. Figure
3A shows the average change of conductance normalized to the
initial conductance of the sensor. The response of all sensors
functionalized and unfunctionalizedin this study is semi-
dosimetric. The sensor array comprised of pristine graphene
shows moderate response toward 160 ppm ammonia (−2.27 ±
0.44% ΔG/G0). As an all-surface material, graphene’s electrical
properties are highly sensitive to surface molecular interactions,
which alter graphene’s carrier concentration and resulting
conductivity. Ammonia possesses a dipole moment of 1.42 D.
As a result, pristine graphene is expected to exhibit some innate
sensitivity to ammonia concentration as well as other
environmental factors.16,21 Our findings are consistent with
previous results in which ammonia was found to reduce

graphene conductivity through competition with the p-doping
effect of physisorbed oxygen.20

The ammonia response is found to increase 4-fold upon
graphene functionalization with Co porphyrin (−8.34 ±
0.19%). This is comparable to previously reported conductiv-
ity-based sensors.32,36,40−42 The robustness of the sensor when
operated under ambient conditions was investigated. Figure 3B
reveals that the responsiveness to 160 ppm ammonia decreases
slightly from −8.34 ± 0.19% to −6.11 ± 0.63% when the
carrier gas is changed from dry nitrogen to air with 41% relative
humidity. All experimental results were obtained at a room
temperature of 24 °C. These results confirm sensor
functionality in ambient conditions and quantify resilience in
the presence of humidity. Homogeneity in responses is shown
by ± σ shaded regions and error bars in Figure 3A−C. This
attests to the overall reproducibility of the constructed sensors,
which includes the microfabrication process and functionaliza-
tion.

3.2. Sensitivity. Sensor sensitivity was evaluated through
investigation of the relationship between NH3 concentration
and the magnitude of the response. Figure 4A shows the mean
responses plus or minus one standard deviation for exposures
to 20, 40, 80, and 160 ppm of NH3 in nitrogen. The signal

Figure 3. Percentile change in conductance of graphene sensor at an applied voltage of 100 mV. (A) Mean change in conductance upon exposure to
160 ppm of NH3 in nitrogen of the pristine graphene sensor and the Co(tpfpp)ClO4 functionalized graphene sheet with shaded regions representing
plus or minus one standard deviation from the mean. (B) Mean change in conductance of the Co(tpfpp)ClO4 functionalized graphene sheet upon
exposure to 160 ppm of NH3 in dry nitrogen and air with 41% relative humidity. Shaded regions represent plus or minus one standard deviation
from the mean. Green highlighted regions represent time under ammonia exposure. (C) Percentile change in conductance upon exposure to 160
ppm of NH3 for 60 s.

Figure 4. (A) Mean percent change in conductance of functionalized graphene sensors in response to four different concentrations of NH3. Shaded
regions represent plus or minus one standard deviation from the mean. The green highlighted region represents the time under ammonia exposure.
(B) Mean sensor response as a function of NH3 concentration for a fixed exposure time of 60 s.
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strength was found to increase with ammonia concentration
(Figure 4B), allowing for quantitative measurement of NH3 in
the experimental window of concentration. The nonlinearity of
relationship between ammonia concentration and sensor
response is postulated to result from interface reaction kinetics
and, more specifically, the reduction in available functionaliza-
tion binding sites with increased ammonia concentration. This
trait is examined in further detail with the development of a
kinetics-based sensor response model.
3.3. Selectivity. Selectivity of the functionalized sensors was

evaluated through exposure of the sensor array chip to water
and a number of volatile organic compounds (VOCs). Figure 5

depicts the mean sensor response to ammonia (160 ppm)
versus the mean sensor response to hexane (160 ppm), ethanol
(160 ppm), water (1600 ppm), chloroform (160 ppm), and
acetonitrile (320 ppm). Similar to our reported CNT-based
sensing devices,42 the graphene sensor exhibits negligible
sensing responses for water and the examined VOCs (−0.19
to 0.06%) when compared to ammonia (−8.23 ± 0.19%).
Thus, the sensitive and selective functionalization originally
developed for CNTs effectively translates to graphene-based
sensing devices.
3.4. Sensor Kinetics and Modeling. This section

develops a quantitative model describing the observed behavior
of the sensors in response to changing ammonia concen-
trations. The observed response curves indicate the existence of

two different adsorption mechanisms: one reversible and one
irreversible. The presence of an irreversible mechanism is
supported by the sensor’s failure to return to its initial baseline
in the absence of ammonia. The existence of a reversible
mechanism is supported by the partial recovery toward the
baseline in the absence of ammonia. These two adsorption
mechanisms are present in the data depicted in Figure 6A. The
irreversible mechanism in the sensor response curves is
attributed in part to the incomplete desorption of NH3 from
the Co porphyrin.42 The reversible mechanism is attributed in
part to NH3 desorption from the Co porphyrin and to weaker
reversible effects, such as NH3 physisorption onto the
functionalized graphene surface.
The second-order reversible reaction and kinetic equation are

described by eqs 1 and 2, respectively

+ ⇌
β

α
c c cR A RA (1)

α β= −
c t
t

c t c t c t
d ( )

d
( ) ( ) ( )RA

R A RA (2)

where α is the rate of the forward reaction, β is the rate of the
reverse reaction, cA is the analyte concentration, cR is the
concentration of reversible binding sites, and cRA is the
concentration of analyte bound to reversible binding sites.
Similarly, the second-order irreversible reaction and kinetic
equation are described by eqs 3 and 4, respectively
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where γ is the rate of the forward reaction, cA is the analyte
concentration, cI is the concentration of irreversible binding
sites, and cIA is the concentration of analyte bound to
irreversible binding sites. Superimposing the two independent
mechanisms and applying initial conditions cRA(t = 0) = 0 and
cIA(t = 0) = 0 along with the fact that cA(t) is a constant, cA,
produces eq 5
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Figure 5. Selectivity comparison of the Co(tpfpp)ClO4 functionalized
graphene. Graphene sensors exhibit strong sensitivity to ammonia and
suppressed responses to water and other VOCs.

Figure 6. (A) Mean graphene sensor response to 80 ppm of NH3 exposure and subsequent exposure to pure N2. Green highlighted region
represents time under ammonia exposure. (B) Graphene sensor response for 60s NH3 exposures as a function of increasing NH3 concentration.
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where cX(t) represents the total doping concentration on the
sensor, CRT represents the total number of reversible binding
sites, and CIT is the total number of irreversible binding sites.
Graphene exhibits a cone-shaped band structure and linear I−V
characteristic. The mean of the maximum ΔIDS across the
experiment is 6.7 μA whereas the average operating current IDS
is 44 μA. Linearity of the graphene I−V characteristic coupled
with the small ΔIDS response to changing doping allows the I−
V characteristic to be accurately approximated as linear over the
small range of interest. See Figure S4. Therefore, doping cX(t) is
proportional to IDS, and by extension ΔG/G0, leading to eq 6

Δ = + +α β γ− + −G G H H e H e/ c t c t
0 0 R

( )
I

A A (6)

where HR is a constant proportional to the number of reversible
binding sites, HI is a constant proportional to the number of
irreversible binding sites, and H0 is a constant accounting for
the sensor baseline response. The derived model is fit to the
experimental data as shown in Figure 6A. The full sensor
response to the presence and absence of analyte is given by a
piecewise model detailed in the Supporting Information. The
derived piecewise model is shown capable of fitting

experimental data exceptionally well resulting in mean percent
error of only 0.01%.
The irreversible reaction due to Co(tpfpp)ClO4 functional-

ization produces the stronger signal, HI > HR, as is expected.
The reversible reaction, however, reaches equilibrium more
quickly indicating a faster time constant. Sensor response for a
fixed exposure time of 60 s is found to decay with increasing
analyte concentration cA as shown in Figure 6B. This trend is
consistent with the kinetic model given in eq 6.

3.5. Sensor Variation and Reproducibility. The ability
to interrogate a large sample size (N = 160) provides new
insights into performance variation and reproducibilitytwo
critical factors in the development of practical sensor systems.
Correlation coefficients between sensor responses are inves-
tigated to assess the overall consistency in response across the
sensor array. Correlation coefficients were calculated between
every pairwise combination of sensors. The mean correlation
coefficient was found to be 0.999. This near perfect linear
relationship between sensor responses means variability in
responses such as those depicted in Figure 7A are in fact near
perfect scalar multiples of each other. This is an important
finding because it allows variations in sensitivity to be readily
“normalized out” in a noncomputationally expensive fashion

Figure 7. (A) Sensor responses to 20, 40, 80, and 160 ppm of NH3 with 60-s exposures to pure N2 occurring at regular intervals. Green highlighted
regions represent time under ammonia exposure. Each sensor response is represented by a different color. The legend is omitted due to the large
sample size. (B) Probability distribution of correlation coefficients across sample size of N = 160 and corresponding heat map of correlation
coefficients (inset) with red and blue indicating correlation coefficients of 1 and −1, respectively.

Figure 8. (A) Scatterplot matrix showing relationships between sensor IDS and ΔIDS under different operating conditions (NH3 vs N2) and (B)
idealized geometric explanation for the observed graphene sensor behavior.
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through multiplication of the sensor array responses by a
constant matrix.
No sensor responses were found uncorrelated or inversely

correlatedmeaning there were no outliers in sensor response.
In fact, the minimum correlation coefficient between any two
sensors was approximately 0.991. This attests to the consistency
of the sensor fabrication process and excellent reproducibility of
the Co(tpfpp)ClO4 functionalization chemistry. P-values
corresponding to the correlation coefficients were less than
0.0001. The probability distribution for correlation coefficients
and corresponding heat map (inset) are provided in Figure 7B.
Further analysis shows that sensors with higher source-drain

current IDS also exhibit higher sensitivities ΔIDS. This is shown
in Figure 8A by the four plots exhibiting negative regression
slopes. The plots compare ΔIDS (sensitivity) versus IDS for
different operating conditions (e.g., in the presence of NH3 and
pure N2.) Regardless of the operating conditions, sensitivity
ΔIDS is linearly related to operating current IDS. This finding is
consistent with the fact that variation in sensitivity stems from
variation in the sensor operating current. This is demonstrated
geometrically using idealized graphene I−V curves shown in
Figure 8B. Changes in analyte concentration are known to alter
the doping of the graphene channel and effectively shift the I−
V curve of the graphene sensor. This is a well-established
phenomenon for direct current graphene-based sensors and
represents the fundamental operating principle for these
devices irrespective of application.16,19,20,49−56 This implies
that variation in sensitivity ΔIDS may be minimized by reducing
the variation in the underlying sensor operating current IDS.
This may be achieved by reducing variation in graphene
material properties through the development of more uniform
graphene growth, transfer, and microfabrication techniques.
The two plots in Figure 8A with positive regression slopes

are comparisons between IDS and ΔIDS for different operating
conditions. Sensors exhibiting higher IDS current under one
condition (e.g., exposure to NH3) were found to consistently
exhibit higher IDS currents under other conditions (e.g.,
exposure to pure N2). In addition, sensors exhibiting the
highest sensitivities ΔIDS under one condition continue to
exhibit highest sensitivities under other operating conditions.
Thus, sensor rank in terms of performance remains consistent
despite changes in operating conditions. It is important to note
the high degree of linearity in the regression slopes. This
supports sensor operation that closely resembles the idealized
depiction in Figure 8B. Any nonlinearity in the I−V curve
would manifest itself as nonlinearity in the regression slopes.

Sensor response variations are examined for two cases of
importance: sensor operation in the presence of NH3 and
sensor operation in the absence of NH3. More specifically,
sensitivity data ΔIDS is examined for 160 ppm of NH3 exposure
(t = 550 s) and for subsequent exposure to pure N2 (t = 625 s).
Figure 9 shows variations exhibit nearly ideal normal
distributions under both operating conditions. This allows
sensor performance variations to be accurately modeled using
Gaussian distributions for quality engineering purposes. This is
an important finding because the overall variation in sensitivity
encapsulates a number of underlying variations including
nonuniformities in the graphene material, the microfabrication
process, and application of functionalization chemistry. Normal
quantile plots show that sensitivity variations mimic nearly ideal
normal distributions with experimental data falling within the
95% confidence limits (gray dashed) and having a 50th
percentile (green dashed) close to the sample mean.

5. CONCLUSIONS

This work develops a novel sensor system as a convenient
vehicle for scaled-up repeatability and the kinetic analysis of a
pixelated testbed. The compact sensor system is capable of
monitoring hundreds of graphene sensors in a rapid and
convenient fashion. Co(tpfpp)ClO4 functionalization of gra-
phene sensors was found to increase sensitivity to ammonia 4-
fold over pristine graphene sensors. Sensor conductance was
found to decay with increasing ammonia concentration, which
is consistent with a reduction in the number of available
functionalization binding sites for higher concentration
exposures. Sensors also possess excellent selectivity with
responses to ammonia being orders of magnitude greater
than the responses to interfering compounds, such as water and
common organic solvents.
A physical model based on absorption kinetics was developed

and shown to accurately describe sensor response profiles. The
model comprised two adsorption mechanismsone reversible
and one irreversibleand was shown capable of fitting
experimental data with a mean percent error of 0.01%. The
model is also consistent with the experimental observation of
decayed sensor response in response to increasing ammonia
concentration.
The ability to monitor hundreds of sensors provided new

insights into performance variations and reproducibility.
Co(tpfpp)ClO4 functionalized graphene sensors were shown
to exhibit a mean correlation coefficient of 0.999 indicating
highly consistent sensor responses and excellent reproducibility

Figure 9. Sensor response distributions and normal quantile plots for (A) sensor exposure to 160 ppm of NH3 and (B) subsequent exposure to pure
N2.
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of the cobalt porphyrin functionalization. A near perfect
correlation coefficient indicates that all sensor response profiles
are linearly related. This allows variation in sensor performance
to be readily normalized in a noncomputationally expensive
fashion through multiplication of the sensor array responses by
a constant matrix.
Variation in sensitivity was found highly correlated to

variation in the baseline current of the sensor IDS. This implies
variation in sensitivity may be minimized by reducing variation
in sensor operating current IDS. This may be achieved by
reducing variation in graphene material properties through the
development of more uniform graphene growth, transfer, and
microfabrication techniques. Variations in sensitivity were also
shown to exhibit nearly ideal Gaussian distributions. This
represents an important finding because variation in sensitivity
encompasses variations in the graphene material, sensor
microfabrication process, and functionalization. This has
important implications for variation modeling, quality engineer-
ing, and the further advancement of this sensing technology.
The combination of these findings mark an important step in
the development of new and practical graphene-based chemical
sensors for ammonia detection.
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