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THIN-FILM SENSOR ANTENNA

CROSS REFERENCE

This application claims the benefit of the filing date of
U.S. Provisional Patent Application Ser. No. 62/334,120,
filed May 10, 2016, which is hereby incorporated by refer-
ence in its entirety.

This invention was made with government support under
grant number HDTRA-1-10-1-0122 awarded by the Defense
Threat Reduction Agency and under grant number 2013-
13071200005 awarded by the Central Intelligence Agency.
The government has certain rights in this invention.

FIELD

The present invention relates to a sensor antenna, and in
particular, to a sensor antenna capable of modulating its
electrical properties in response to external stimulus.

BACKGROUND

Existing thin-film-based sensors can be used to sense a
multiplicity of environmental factors. Many of these sensors
are based on changes to the sheet resistance of the thin film.
The interrogation of these sensors is usually done using a
hard-wired measuring unit, such as an electrical signal
(voltage or current). This signal is usually transmitted via a
physical electrical connection to a processing unit, which in
turn analyzes and/or transmits the data wirelessly to a
receiving unit. These conventional systems can be small in
size and portable but require wired connections for their
interrogation unless complex wireless capabilities are inte-
grated within the system.

A device that uses a monopole or dipole antenna to
monitor corrosion has been presented in US2014/306725
Al. This device does not use a thin-film configuration and its
sensitivity can only by adjusted by the tapered shape of the
antenna. It is also exclusively related to corrosion and does
not include sensing of other stimuli.

Wireless transmission of CNT-based sensors is usually
carried out by a microprocessor, which measures and trans-
mits the signal, adding system complexity and power con-
sumption as presented in US2015/0338524 Al.

Autonomous wireless solutions generally introduce a
CNT-based element to the transmitting antenna in order to
indirectly affect the transmitting signal of the antenna. One
solution loads a metal-based antenna with a CNT-based
patch to change the resonant frequency of the antenna,
US2013/0230429 Al. Others, such as Ong et al. 2002, have
proposed a passive capacitive-sensitive sensor based on
changes to the permittivity constant of a CN'T-based material
which can be wirelessly interrogated.

The art currently lacks an “all-in-one” wireless sensor
where the change in the sheet resistance of the thin-film
sensor material causes a simultaneous attenuation of the
wireless antenna signal, for example, a thin-film of nano-
materials which can show dramatic changes in sheet resis-
tance, which directly impacts the wireless signal.

SUMMARY

In accordance with one aspect of the present invention,
there is provided a sensor antenna including a thin film
material constructed in the shape of an antenna having a
response, the material including a sheet resistance capable of
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being modified by an external stimulus where the antenna
response varies over a range of sheet resistance values for a
given matching network.

In accordance with another aspect of the present disclo-
sure, there is provided a method of making a sensor antenna,
including providing a thin-film of a material including a
sheet resistance capable of being modified by an external
stimulus where the antenna response varies over a range of
sheet resistance values for a given matching network; depos-
iting the thin-film on a substrate; patterning the thin-film into
the shape of an antenna having a response; and providing the
antenna with electrical contacts sufficient to function as an
antenna.

In accordance with another aspect of the present disclo-
sure, there is provided a system including a sensor antenna
including a thin film material constructed in the shape of an
antenna having a response, the material including a sheet
resistance capable of being modified by an external stimulus
where the antenna response varies over a range of sheet
resistance values for a given matching network and a
reference antenna shielded from the external stimulus such
that the difference in measured response between the sensor
antenna and the reference antenna provides a measure of the
change of the stimulus experienced by the sensor antenna.

In accordance with another aspect of the present disclo-
sure, there is provided a method for operating a thin film
sensor antenna including providing a thin film sensor
antenna including a sheet resistance capable of being modi-
fied by an external stimulus where the antenna response
varies over a range of sheet resistance values for a given
matching network; exposing the sensor antenna to an exter-
nal stimulus; simultaneously sensing the external stimulus
while varying the sensor antenna response; measuring the
change in the sensor antenna response; and correlating the
measured response to a known change in the stimulus.

These and other aspects of the present disclosure will
become apparent upon a review of the following detailed
description and the claims appended thereto.

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1 is a graph of experimentally measured return loss
vs. sheet resistance for a variety of thin-film antennas in
accordance with an embodiment of the present invention
compared to theoretically modeled values;

FIG. 2 is a schematic of an antenna sensor based remote
system in accordance with an embodiment of the present
invention;

FIG. 3 is a schematic of an antenna sensor based remote
system in accordance with an embodiment of the present
invention;

FIG. 4 is a schematic of an antenna sensor based remote
system in accordance with an embodiment of the present
invention;

FIG. 5 is a schematic of an antenna sensor based remote
system in accordance with an embodiment of the present
invention;

FIG. 6 is a schematic of an antenna sensor based remote
system in accordance with an embodiment of the present
invention;

FIG. 7 is a schematic of an antenna sensor based remote
system in accordance with an embodiment of the present
invention;

FIG. 8 is a schematic of an antenna sensor based remote
system in accordance with an embodiment of the present
invention;
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FIG. 9 is a schematic of an antenna sensor based remote
system in accordance with an embodiment of the present
invention;

FIG. 10 is a picture of a sensor antenna having a shape
fabricated in accordance with an embodiment of the present
invention;

FIGS. 11A, 11B, 11C, 11D, and 11E represent a schematic
of a method for fabrication of a sensor antenna in accordance
with an embodiment of the present invention;

FIG. 12 is a graph showing the return loss of the fabri-
cated dipole KAuBr,-doped SWCNT thin-film antennas;

FIG. 13 is a graph showing the return-loss of Sample 1;

FIG. 14 is a graph showing the return-loss of Sample 2;

FIG. 15 is a graph showing the peak return-loss of
Samples 1 and 2;

FIG. 16 is a profilometer scan and SEM of the surface of
a SWCNT thin-film;

FIG. 17 is a graph of measured return-loss and thermal
oxidation temperature of the SWCNT thin-film antenna as a
function of frequency;

FIG. 18 is a graph of measured return-loss and sheet
resistance of the SWCNT thin-film antenna as a function of
thermal oxidation temperature;

FIG. 19 is a graph of measured return-loss and sheet
resistance of the SWCNT thin-film antenna as a function of
thermal oxidation temperature;

FIG. 20 is a graph of measured real and imaginary
impedance at resonance of the SWCNT thin-film antenna as
a function of thermal oxidation temperature; and

FIG. 21 is a graph of weight % and derivative of weight
% of the SWCNT thin-film antenna as a function of tem-
perature.

DETAILED DESCRIPTION

The present invention relates to a sensor antenna, method
of making a sensor antenna, method or utilizing a sensor
antenna, and a system utilizing at least one sensor antenna.
In an embodiment, a sensor antenna includes a thin-film
material constructed in a geometry suitable to act as an
antenna, and the thin-film material has suitable electrical
properties to simultaneously act as a sensor by modulating
its electrical properties in response to external stimulus.

An embodiment of the sensor antenna includes a thin film
material constructed in the shape of an antenna having a
response, the material including a sheet resistance capable of
being modified by an external stimulus where the antenna
response varies over a range of sheet resistance values. An
embodiment of the method for varying the response of a thin
film sensor antenna over a range of sheet resistance values
includes providing a thin film sensor antenna having a sheet
resistance capable of being modified by an external stimulus
where the antenna response varies over a range of sheet
resistance values for a given matching network, exposing
the sensor antenna to an external stimulus, simultaneously
sensing the external stimulus by the varying of the sensor
antenna response, measuring the change in the sensor
antenna response, and correlating the measured response to
a known change in the stimulus.

A sensor antenna may be fabricated from a number of
different materials, provided that the specified material can
be formed into a thin-film and that the electrical properties
of the material, in thin-film form, can be modulated (i.e.,
exhibit a known increase or decrease in sheet resistance)
when exposed to an external stimulus. Sensor antennas may
be fabricated with conventional materials (copper, alumi-
num, metal oxides, or the like), and are also amenable to
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fabrication by a variety of nanomaterials. It is a basic
requirement of all thin-film sensor antennas to be electrically
conductive, with a known initial sheet resistance (R;), and
exhibit a calibrated change in R, when exposed to an
external stimulus; the extent of R, enhancement or degra-
dation will be dependent on the specific stimulus and total
exposure to the stimulus. Thus, nanomaterials, such as
carbon nanotubes (CNTs), are of particular interest for the
fabrication of sensor antennas, as their chirality (i.e., elec-
tronic-type, diameter, length, bundle size, alignment, qual-
ity, etc.), and therefore, electrical properties, can be selected
for a desired sensor application. For example, CNTs, and
composites thereof, can be synthesized via chemical vapor
deposition, laser vaporization, arc discharge, etc., resulting
in CNTs that are either single- or multi-walled and have
unique chiral distributions. Similarly, other chiral allotropes
of carbon, such as graphene, can be synthesized and spe-
cifically selected for the fabrication of thin-film sensor
antennas. In addition to carbon-based materials, other two
dimensional (2D) crystalline materials that are only a single
atom thick, such as phosphorene, borophene, germanene,
silicone, Si,BN, etc., exhibit the physical and electrical
attributes required by a thin-film sensor antenna. A class of
2D materials, known as transition metal dichalcogenides
(TMDC), has recently emerged, making them unique can-
didate materials for thin-film sensor antennas due to their
direct bandgap. TMDC materials contain one layer of a
particular transition metal (i.e., Mo, W, etc.) sandwiched
between two layers of a chalcogen atom (i.e., S, Se, Te, etc.),
and may include MoS,, WS,, MoSe,, MoTe,, etc. The class
of 2D and TMDC described above are sensitive to the local
environment in monolayer form, and are also sensitive as
bilayers or few layers as well. In fact, the change of
few-layer TMDCs over time in ambient conditions can be
used as a sensor mechanism. Two-dimensional electron gas
(2DEG) heterostructures, typically used in metal-oxide-
semiconductor field-effect transistors (MOSFETs), may also
be used in the fabrication of thin-film sensor antennas, as the
3D material behaves like a 2D layer where the electrons are
confined to move in only two-dimensions. One-dimensional
nanowires (i.e., silver, copper, aluminum, etc.), which may
be purchased commercially or synthesized experimentally,
can be processed into 2D thin-films for use in sensor antenna
devices. While the amounts of materials that may be used in
the fabrication of a sensor antenna vary widely, they are all
suitable for deposition as a 2D thin-film, and they all have
unique electrical properties that can be specifically tuned for
sensor applications of a given stimulus.

A sensor antenna works on the principle that the elec-
tronic properties of the material, particularly the sheet resis-
tance (R,), change as the sensor is exposed to an external
stimulus. The change directly affects the impedance mis-
match of the antenna to the source network and, in turn, its
radiation properties. R, is a measure of the resistivity of the
thin-film material as it relates to its thickness. A four-point-
probe method is typically used to measure R, where two of
the probes are used to force a current flow through the
material being tested; the other two probes are used to
measure the voltage drop. In this method, the spacing
between the test probes must be larger than the thickness of
the film, and the probes should be equally spaced. Thicker
films have a lower sheet resistance, as the cross sectional
area of the film available for carrier conduction is larger.
Conversely, thinner films have a higher sheet resistance, as
the cross sectional area available for carrier conduction is
smaller. Additionally, a sensor antenna is fabricated from a
thin-film to ensure that the stimulus interacts with the entire
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surface, and in the case of porous nanomaterial-based thin-
films, the entire volume, of the material to produce a
sensitive and accurate response in the material. Independent
of the material used to construct the sensor antenna, the
device must exhibit a return loss (IS, ) at resonance within
a desired range, which is achieved with the appropriate
material R, and impedance matching.

In general, adjusting the thickness of the material is the
easiest method for tuning the baseline electrical properties to
achieve the required R,. Thin-film material candidates can
be engineered to meet the required R, specifications for a
sensor antenna. For conventional antenna materials, such as
copper or aluminum, the thin-film would need to be fabri-
cated so that R, is between about 0.1 ohm/sq and about 1000
ohm/sq. For copper this would correspond to a thickness
between about 200 nm and about 20 pm, respectively. Other
nanomaterials, which do not exhibit an inherent bulk elec-
trical conductivity as great as traditional metals (e.g., carbon
nanotubes); require thicknesses on the order of approxi-
mately 1000 nm to 10 nm to achieve the required R, for a
sensor antenna. To achieve improved sensitivity and quan-
titative sensor antenna outputs, it is beneficial to utilize films
sufficiently thin to achieve approximately uniform change
throughout the film volume. In some cases, the film thick-
ness required to achieve the required R, for a sensor antenna
exceeds the allowed thickness for uniform change, therefore,
additional post-processing can be used to further enhance
the material electrical properties and stay within the allow-
able thickness specifications. FIG. 1 shows the experimen-
tally measured (squares) S,; return loss at resonance for a
variety of fabricated thin-film sensor antennas compared to
theoretically modeled (solid curve) values. This data dem-
onstrates the effect of varying R, of the sensor antenna when
driven with a 50-ohm-impedance source. The resistive
losses of an antenna can be analyzed in terms of the ohmic
resistance and modeled as a lumped element resistance (R,)
for simplicity. The ohmic resistance (R,) based on the
antenna dimensions can be calculated according to R =R *
(L/W), where R, is the sheet resistance of the material, and
L and W are the length and width geometrical dimension of
the antenna, respectively. For a simple antenna model, in
which a network analyzer input impedance is a perfect 50
ohms, the return loss |S,,| at resonance can be calculated as

ISl =20 log( ]]

This equation implies that the ohmic losses are going to be
much larger than the dielectric losses, which is a reasonable
assumption as the sheet resistance of the thin-films explored
in this work are much larger than that of the commonly used
conductors for antennas. The sheet resistance of a thin-film
takes into account the material resistivity as well as its
thickness. As such, it is a good indicator of the ohmic
resistance of the structure, and provides insight on how thin
an antenna can be made when a target resistance is required.
For an unbalanced antenna, the reactance values are a
significant contributor to the input impedance at low sheet
resistances. At higher sheet resistances the ohmic losses will
dominate antenna performance. The resulting IS,,| value is
overlapped to the experimental data in FIG. 1. Even though
the equation is based on a particular antenna type (half-wave
dipole), it follows the general trend of the presented data,
which includes different antenna types, such as patch and
monopole antennas.
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A thin-film sensor antenna may be fabricated using a
number of different antenna construction techniques, and
will depend specifically on the thin-film material of choice.
The thin-film material can be deposited onto rigid substrates
(i.e., glass, quartz, silicon, etc.) or flexible substrates (i.e.,
plastics, fabrics, etc.) using common thin-film fabrication
methods, including: lift-off techniques, direct write, print-
ing, spray deposition (including ultrasonic), laser scribing,
dip coating, electrophoretic deposition, physical vapor depo-
sition, chemical vapor deposition, atomic layer deposition
and other deposition techniques used in the fabrication of
microelectronic devices. For certain materials, such as
CNTs, graphene, nanowires, etc., the material can be dis-
persed in a solvent (i.e., acids, organics, aqueous surfactant,
etc.) and processed into a 2D thin-film by vacuum filtration.
The thin-film would then be released from the filter mem-
brane and transferred directly to the device substrate. With
this technique, and others that do not allow for exact
placement of the thin-film material, the substrate may be
prepared with a negative mask of the desired antenna
geometry allowing for the facile removal of excess material
with the removal of the mask. Alternatively, a positive mask
of the desired antenna geometry may be applied to the
thin-film material after deposition on the substrate, allowing
excess material to be removed via etching (plasma, laser,
etc.), chemical or thermal treatments, etc. Depending on the
fabrication technique and thin-film material used, post-
processing purification (i.e., thermal oxidation, annealing,
etc.) or conditioning (i.e., doping, functionalization, etc.)
may be required. At the completion of the thin-film depo-
sition, electrical contact to the thin-film sensor antenna is
required. This can be done via soldering, ultrasonic welding,
ultrasonic bonding, electrical conductive paste, adhesive,
curing agents (including epoxy), metal matrix composites
(and other additive manufacturing techniques).

As noted above, the initial material sheet resistance (R,)
of a thin-film antenna is important to achieving the appro-
priate network impedance matching and resonance for a
particular sensor application. As discussed previously, the
thin-film R, can be varied by changing the thickness or
composition of the material. There are some cases where
additional post-processing (i.e., doping, functionalization,
conditioning, etc.) of the thin-film material is desired to
either modify the as-deposited thin-film R, or aid in target-
ing a specific stimulus. Thus, the R, of an as-deposited
thin-film initially may not need to fall within the specified
range of values shown in FIG. 1, as the R, value can be
adjusted after deposition through post-processing. FIG. 1
also shows that the power absorbed by an antenna changes
dramatically based on the sheet resistance of the thin-film
material, further demonstrating the utility of a device that is
sensitive to any external stimulus that causes even a subtle
change in R,. Chemical doping involves the adsorption of a
chemical species onto the thin-film causing a change in the
material electrical properties by modifying the presence of
carriers or their availability for conduction. Exposure to
chemical dopants is done in a controlled environment, where
the dopant composition, concentration, solvent delivery sys-
tem, exposure time, temperature, etc. can be precisely moni-
tored to achieve the desired material R,. For example,
carbon-based materials may be doped with neat liquids, such
as acids (i.e., HCl, HNO;, H,8O,, CSA, etc.), which pro-
tonate the thin-film material, or inorganic compounds (i.e.,
N,H,, SOCI,, etc.), which cause an increase in electrical
conductivity. Likewise, this class of materials may also be
doped with ionic species, such as alkali noble metal halides
(i.e., KAuBr,, KAuCl,, NaAuCl,, etc.), gold halides (i.e.,



US 10,581,176 B2

7

AuCl;, AuBr,, etc.), and halides (i.e., IBr, Br,, 1, etc.),
where the dopant is delivered to the material in liquid form
through use of a delivery solvent. Additionally, dopants such
as I,, can be introduced in the gaseous state allowing deeper
infiltration of the dopant into the material network. In all of
these cases, the amount of adsorbed dopant can be adjusted
to reach the appropriate chemical concentration necessary to
meet the R, requirement of the thin-film.

Electromagnetic radiation emitted by an antenna is gen-
erated when an electric or magnetic field is driven though a
conductive element. Changes in the physical properties of
the antenna, including R, are manifested as changes in the
radiation properties of the antenna, which may be monitored
at a distance. The antenna response can be measured as the
attenuation, phase shift, frequency shift, impedance, or the
like. Specific modalities of sensor these changes include
measuring the return loss at a specific frequency or range of
frequencies, measuring the radiated reflected power at a
specific frequency, measuring the relative change in emitted
power of a driven antenna over time and with respect to a
control/reference antenna, and measuring the power
received by a sensor antenna at a specific frequency or range
of frequencies. The first two modalities rely on the absorp-
tion of energy by the sensor antenna, wherein an external
radio frequency (RF) signal is directed towards the sensor
antenna and depending on the state of the sensor antenna, it
will absorb a differing amount of RF energy or absorb the
energy at a different frequency. Similar to this first mode, a
second mode utilizes one antenna tuned to the external
antenna frequency to absorb the incident RF energy. This
energy is then coupled to the sensor antenna, which emits at
the same or slightly different frequency with an intensity or
frequency that depends on the state of the material within the
sensor antenna (i.e., the value of the R,). The other modes of
operation directly drive the sensor antenna at its resonant
frequency and rely on an external antenna to receive the
emitted power. As a result, the absolute intensity of the
signal emitted by the sensor antenna and the frequency(s) of
the sensor antenna can be monitored to determine the change
in the material caused by the stimulus. Similarly, these
signals can be monitored with respect to a reference antenna
(non-sensor) to improve the signal to noise and resolution of
the sensing operation. Another modality of sensing employs
a sensor antenna as the receiver and measures the intensity
of signal received to determine the change induced by a
stimulus. This change can also be referenced to a non-sensor
antenna signal to improve sensitivity.

The sensor is defined in the shape of a planar antenna.
This shape may contain one or more radiating arms, radi-
ating patches, and/or radiating slot. The radiating elements
can also be composed of two arms for a dipole configuration.
The radiation can be as an electric field or as a magnetic
field. The ground element can be a planar conductive film of
the same or different material, and/or an external ground
plane of another conductive material in close proximity to
the radiating arm. In the case of a dipole configuration, a
ground element is not needed. Different types of planar
antennas can be fabricated as a thin-film such as monopole,
dipole, planar inverted F (PIFA), inverted F (IFA), patch, or
the like.

The device, in accordance with the present invention, has
sufficient conductivity to radiate an electromagnetic signal
(i.e., the definition of an antenna) and also respond in a
deterministic way to an external perturbation (i.e., the defi-
nition of a sensor). As shown in FIG. 1, a material with a
sheet resistance of approximately 10 ohm/sq is needed for an
unbalanced antenna with an acceptable return loss, taking
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IS;,1=10 dB as a benchmark, independent of the material
used. However, depending on the thin-film material used to
construct the sensor antenna, and the effect of the stimulus
on the material’s sheet resistance (i.e., whether the stimulus
increases or decreases R,), the exact initial sheet resistance
and return loss properties may be varied over an appropriate,
desired range (e.g., R, between 0.1 to 1000 ohms/sq when
driven with a 50 ohm load). The data markers in FIG. 1
represent thin-film antennas that were fabricated with dif-
ferent materials, including MWCNTs, SWCNTs, and CNT
composites. Antennas fabricated with an initially low sheet
resistance may radiate better, but may not be sensitive
enough to result in a measurable change in return loss upon
exposure to an external stimulus. In contrast, antennas
fabricated with a high sheet resistance may not initially
radiate any electromagnetic signal, however, if the desired
stimulus causes a decrease in R, (e.g., acts as a material
dopant), exposure to the stimulus will result in an increased
return loss, and the positive change in radiative properties
can be sensed. The sheet resistance of an antenna fabricated
with a material with a sheet resistance between the specified
values, as shown in FIG. 1, or with a sheet resistance that can
be modified by the stimuli to move into the specified range,
will change according to the stimuli present. The change in
sheet resistance will affect the ability of the antenna to
radiate the applied electromagnetic signal, which can be
sensed.

Different external stimuli can be detected with the sensor
antenna of the present invention, which includes, but is not
limited to, corrosion; molecular based doping via an analyte
in vapor or liquid form; functionalization of the materials via
reactive chemical species; ionizing radiation exposure
induced defects; strain/stress; pressure; temperature; light;
flow sensing; physical vapor deposition; or any other stimu-
lus that modifies the sheet resistance of the thin-film mate-
rial.

In an embodiment, the invention includes a system uti-
lizing at least one sensor antenna. The sensor system is
composed of a thin-film, which acts both as the sensor and
the antenna simultaneously. A sensor antenna is designed to
resonate at a particular frequency. When exposed to a
stimulus that modifies the sheet resistance of the thin-film
material, the transmitted RF signal strength is modulated
(increases or decreases depending on the stimulus) at a
known rate for the given stimulus. To improve accuracy,
included in the system is an optional reference sensor
antenna, which is shielded and protected from the stimulus
of interest, and therefore, does not experience a change in its
radiative properties due to the stimulus. However, changes
in sensor antenna properties related to ancillary environ-
mental factors are sensed by both sensor antennas. By
comparing the signal strength of the exposed sensor antenna
to the reference, changes caused by the stimulus to either
degrade or enhance the wireless signal based upon the nature
of the stimulation can be quantified free from ancillary
environmental factors. The antenna response can change
based upon the stimulation to either degrade the wireless
signal or enhance it based upon the nature of the stimulation.
A battery, which could be connected to a source of renew-
able energy, is used to power the RF transmitters.

Interrogation of the RF signal strength of a sensor antenna
can take different forms. For example, FIG. 2 illustrates the
sensor antenna sensing modality where the sensor antenna
acts as an RF Transmitter, driven by an oscillator circuit, and
powered by a battery/renewable power supply. In this
modality, the sensor antenna signal intensity is received by
a remote RF receiver module and it is compared to the
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intensity of the signal transmitted by a shielded reference
sensor antenna to quantify the effects of the stimulus. The
signals of the two sensor antennas may be at different
frequencies and measured simultaneously, or they may be
alternatively driven at the same frequency. FIG. 3 illustrates
a similar modality as that of FIG. 2, but instead of using the
transmitted power in reference to a shielded sensor antenna,
the absolute intensity of the transmitted power determines
the sensor antenna response. This configuration simplifies
the signal processing and data analysis, but may reduce the
sensitivity of the response. FIG. 4 shows the sensor antenna
and a shielded reference antenna operating as receivers.
They receive a signal from a remote RF transmitter and the
intensity of the received power by the sensor antenna is
compared to the shielded reference antenna to quantify the
effect of the stimulus. The two sensor antennas may be tuned
to the same frequency and measured simultaneously, using
waving mixing circuitry, measured at alternating times, or
tuned to different frequencies. FIG. 5 illustrates a similar
modality as that of FIG. 4, but instead of using the trans-
mitted power in reference to a shielded sensor antenna, the
absolute intensity of the transmitted power determines the
sensor antenna response. This configuration simplifies the
signal processing and data analysis, but may reduce the
sensitivity of the response.

FIG. 6 illustrates a sensor antenna sensing modality in
which the sensor antenna acts as a passive receiver having
impedance tuned to maximize the reflected power received
from the remote transmitter. As the sensor antenna changes
in response to the stimulus, the intensity of the reflected
power will diminish due to a change in resonance frequency
or reduction in the strength of the resonance. FIG. 7 is a
refinement of FIG. 6 in which a shielded reference antenna
is used alongside the sensor antenna and the intensities of the
reflected powers are compared. The frequencies are illus-
trated by arrows and the intensities are depicted by their
relative lengths. FIG. 8 illustrates a sensor antenna sensing
modality in which changes in the absorbed power of the
sensor antenna is used to measure its sensing response. In
this case, a sensor antenna is placed between a remote
transmitting antenna and a remote receiving antenna. The
sensor antenna is connected to a load that is initially imped-
ance matched, and therefore a significant fraction of the
received power by the sensor antenna is dissipated as heat
across the load, never making it to the receiver nor reflected
back to the transmitter. Consequently, changes in the power
received by the remote receive define are used to quantify
the sensor antenna response. FIG. 9 shows a refinement to
the FIG. 8 wherein a shielded reference antenna, with a
slightly different resonance frequency, is compared to the
sensor antenna.

The present invention provides the following applica-
tions, features, and advantages, including a simple remote
sensing scheme, which reduces system complexity and
saves operating power and resources. Sensor and signal
transmission are in fact the same structure: a thin-film sensor
antenna. The simple remote-sensing capabilities improve the
current products by using much less energy to operate, and
remove the need for control electronics that translate the
sensed signal to a wireless signal. The current technology
also provides an advantage over other solutions by making
the entirety of the sensor the transmitting antenna, providing
improved performance and sensitivity. This solves the prob-
lem of integrating the sensing element with a signal trans-
mission element, which leads to added system complexity
and cost. It is also unusual for a nanomaterial device to allow
for direct sensing through changes in the intrinsic physical
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properties (electrical, mechanical, thermal, etc.), which
modify wireless response, or through indirect sensing where
the nanomaterial structure supports a sensitizing material
that alters the interaction with the intrinsic physical proper-
ties of the nanomaterial. For example, a nanomaterial
hybrid, which utilizes the photoconductivity effect, could
wirelessly communicate under incident light stimulus and
not in the dark (i.e,, anti-tampering applications). Other
examples would include stimuli modifying charge transfer
between the supported nanostructure and the antenna mate-
rial.

Such a wireless sensor can be fabricated using additive
manufacturing methods, which expands the possible sub-
strates that could be utilized as well as traditional layer
deposition that may lower cost. For example, deposition
onto polymers at lower temperature could be accomplished
by printing, spray deposition, or other standard coating
technologies. The use of nanomaterials can lead to trans-
parent wireless sensors. Examples include dye-sensitized
structures that absorb UV and change wireless response,
multi-color structures (dependent on nanomaterial compo-
sition and size) that adapt to windows, or other architectures.
The nanomaterial thin-films have the potential to be utilized
on flexible or rigid substrates. Remote sensing and detection
is an important use of the invention. Gas sensing and sensors
that detect stress/strain changes can lead to applications in
the biomedical, automotive, food, agriculture, manufactur-
ing, and security industries, as well as environmental moni-
toring. Radiation sensing has applications in the aerospace
industry, in nuclear plants, WMD detection, nuclear muni-
tion storage, and others. High radiation environments
include, but are not limited to, space and nuclear production
and storage facilities. Radiation exposure is harmful to
humans as well as to electronic components. A reliable and
long-lasting sensing and detection system is needed to
remotely monitor radiation exposure level.

The disclosure will be further illustrated with reference to
the following specific examples. It is understood that these
examples are given by way of illustration and are not meant
to limit the disclosure or the claims to follow.

Example 1—SWCNT Thin-Film Antenna Design
for Radiation Exposure Sensing

A printed microstrip antenna was chosen as a represen-
tative design compatible with SWCNT thin-film fabrication
and industry test methods. The chosen fabricated design is
presented in FIG. 10 and is composed of a radiating arm 1
(L, adjacent to a larger ground arm composed of a fixed
section 2 (L,,), and an adjustable section 3 (L,,). This
configuration results in good impedance matching and reso-
nance, and permits testing with both subminiature version A
(SMA) coaxial RF connectors and an Anritsu 3680 coplanar
waveguide universal test fixture. The length of the antenna
(L) was initially calculated for a frequency (f) of ~1.5 GHz
on a 1.5 mm thick soda-lime glass substrate (g,;=7.3), and
¢=3.0x10® m/s, based on

0.55-¢

f=
Lyj ey

and L=L,, AL, +L ., while keeping L, , =L, The effective
length of 2 (L, ) is fixed at 13 mm as it has been shown for
this type of antenna that the current lines at resonance will

be concentrated in the inner edge of the arm.



US 10,581,176 B2

11

Antennas were initially fabricated with commercially
available MWCNT sheets from Nanocomp Technologies,
Inc. (NCTI), as this is an affordable nanomaterial that can
serve as a representative platform to develop the thin-film
fabrication methods, and in order to confirm the resonance
behavior of the chosen coplanar dipole antenna design and
the predicted behavior. This MWCNT material has a mea-
sured thickness and conductivity of 25 um and 5x10* S/m,
respectively. To create the desired structures, samples can be
cut with a razor blade, a laser cutter, or other methods
commonly used to cut thin sheets of materials. Three anten-
nas, with arm lengths of L, ~L..4=15, 20 and 25 mm, were
fabricated using a razor blade and applied to 1.5 mm thick
soda-lime glass substrates (g, ,~7.3, loss tangent=0.01-0.05)
with 25 um of Kapton tape (e_,=3.4, loss tangent=0.002-
0.008) used to keep the MWCNT material flat against the
glass substrate. An Agilent Technologies ES061B Network
Analyzer (5 Hz-30 GHz) with 50-ohm output impedance,
calibrated at either the SMA or Anritsu connector, was used
to analyze the performance of the antennas in air at room
temperature. An effective permittivity of €,,~2.8¢,, where
£,~8.854x10712 C>* N~! m2, was calculated based on these
results, which is a reasonable number for this type of planar
antenna (g, ((7.3+1+1)/3)), where the permittivity of the
substrate and free space both influence the resonating behav-
ior of the antenna. In the range of lengths studied, typical
input impedances at resonance were measured with a resis-
tance between 40 and 60 ohm and a reactance between +10
to =10 ohm.

Having confirmed the MWCNT thin-film antenna reso-
nance response as a function of arm length, SWCNT thin-
film sensor antennas were fabricated to monitor the effect of
an ion irradiation stimulus. FIG. 11 illustrates an embodi-
ment of a method for fabricating a CNT thin-film sensor
antenna, which includes nanomaterial dispersion (FIG.
11A); thin-film formation and deposition (FIG. 11B); trans-
fer to carrier or support substrate (FIG. 11C); patterning of
antenna shape (FIG. 11D); and electrical contacts (FIG. 11E)
for sensor antennas that directly couple to electrical circuits.
In this example, the thin-film is composed of single-wall
carbon nanotubes (SWCNTs). SWCNTs vary in physical
and electrical properties depending on chirality, however, in
this example SWCNTs produced via laser vaporization and
purified through acid reflux and thermal oxidation were
used, which have a diameter distribution of from 0.9 to 1.1
nm and contain a mixture of both metallic and semicon-
ducting electronic-types. The SWCNTs were dispersed in 15
mL of chlorosulfonic acid (CSA) by acoustic mixing (Reso-
dyn Lab) for 60 minutes at an acceleration of 10.7 m/s> to
result in a dispersion 4. The final film thickness is dependent
on the mass of SWCNTs added to the dispersion, which can
be varied to meet a particular R, requirement. In this
example, a SWCNT concentration of 30 ng/ml. was used.
The SWCNT dispersion 4 was processed into a 2D thin-film
using a vacuum filtration process. The SWCNTs were col-
lected on an anodisc membrane with a pore size of 0.1 pm.
The particular membrane composition and pore size was
selected appropriately for the nanomaterial being employed.
As the bulk CSA solvent is removed, the SWCNTs bundle
and stick together through van der Waals interactions, result-
ing in a continuous thin-film that is approximately 350 nm
thick (based on optical profilometry measurements). The
thin-film is then rinsed with acetone to remove residual CSA
and is allowed to dry on the membrane with air pulling
through the thin-film. The resultant thin-film can be released
from the membrane by immersion in a deionized (DI) water
bath, where the hydrophobic properties of the nanomaterial

10

15

20

25

30

35

40

45

50

55

60

65

12

result in a self-standing film 5 that floats on the surface of the
DI water bath. The self-standing film 5 can be transferred to
a substrate 6, which contains masking material 7 in the
pre-defined shape of the antenna with the desired geometry.
The pre-defined shape of the antenna can be defined with
either a photoresist like material, masking tape, or any other
techniques that results in an accurate representation of the
desired antenna geometry. The final shape of the antenna is
accomplished by lifting off the masking material 7 to obtain
the final antenna structure. After removing the masking
material 7 from the surface, conditioning of the material, if
needed, can be performed so that the targeted sheet resis-
tance is met for the particular sensing application. In the
current example, the CSA acts not only as a solvent, but also
a chemical dopant. As such, the material exhibits an elec-
trical conductivity greater than the intrinsic SWCNTs.
Depending on the particular sensing application, the CSA
may be removed by thermal oxidation (400° C. in air for 1
hour) and replaced with alternate chemical dopants, such as
KAuBr,, I,, IBr, and the like. Electrical contacts to the
radiating and/or ground elements of the final test structure
are required to probe the sensor antenna when monitoring
for an external stimulus. In the example of the SWCNT
sensor antenna, the SWCNTs were contacted by either
affixing with silver paste a subminiature version A (SMA)
coaxial RF connector 8 to the radiating and ground arms for
characterization with a vector network analyzer, or contact-
ing an Anritsu coplanar waveguide universal test fixture
directly with the SWCNTs.

In this particular example, the SWCNT antenna is also
simultaneously used as a radiation sensor. The thickness of
the SWCNT thin-film antenna must be less than 500 nm so
that the radiation-induced damage inflicted by the chosen
radiation source (150 keV ''B¥) is uniform throughout the
volume of the sample and can affect the resonance properties
of the antenna. The electrical conductivity of as-produced
SWCNTs was not high enough to yield resonating antennas
at that required thickness. Therefore, post-processing was
required through the use of chemical doping to enhance the
electrical conductivity of the as-produced SWCNT thin-
films. Based on the conductivity and thickness requirements,
two antennas were fabricated, Sample 1 and Sample 2, with
thicknesses of 360 nm and 270 nm and sheet resistances of
6.2Q/[1 and 15.0Q/], respectively. The measured sheet
resistance was achieved using KAuBr, as the chemical
dopant. The thin-films were less than 500 nm in thickness,
which ensures that the ions will penetrate through the entire
volume of the SWCNT thin-film and result in uniform
damage.

The return loss of the fabricated antennas was character-
ized as an indication of the resonant and RF signal strength
of the antennas. FIG. 12 shows the return loss of the
fabricated dipole KAuBr,-doped SWCNT thin-film anten-
nas. Both antennas present a resonance frequency of ~1.7
GHz. The maximum magnitude of the return loss (S;;)
corresponds to the antenna with the lowest sheet resistance.
Sample 1, the antenna with the lower sheet resistance, has a
return loss of —22 dB, while Sample 2, with the higher sheet
resistance, has a return loss of -12 dB. The fabricated
antennas were irradiated with a logarithmically increasing
fluence of 150 keV 'B* ions, with a constant beam current
of 10 pA. FIG. 13 and FIG. 14 show the return loss of
Samples 1 and 2, respectively, as a function of frequency as
they are irradiated. FIG. 13 and FIG. 14 show that the S,;
signal strength for both samples, at the frequency of reso-
nance, decreases as the SWCNT thin-film sensor antennas
are irradiated.
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Displacement damage, as opposed to ionization damage,
is expected in SWCNT thin-films exposed to the chosen
1B* radiation source. The displacement damage dose
(DDD) can be calculated from the irradiation fluence and the
non-ionizing energy loss (NIEL) of ~100 MeV-cm?/g for
YB* jons in a CNT film with a thickness range of 200-400
nm, assuming a CNT displacement threshold energy of 16.9
eV and density of 0.5 g/cm®. For example, exposure to 150
keV B at a fluence of 1x10'? ions/cm? corresponds to a
DDD of 1x10* MeV/g. FIG. 15 summarizes the peak
return-loss of the CNT antennas as a function of displace-
ment damage dose. For Sample 1, the peak return-loss
decreases at rate of 1.1x107** dB/MeV/g for a DDD value
less than 1x10'> MeV/g, reaching a value of =5 dB ata DDD
of ~5x10'° MeV/g. Sample 2 shows a signal strength
decrease of 6.9x107'° dB/MeV/g for a DDD value less than
1x10'® MeV/g, reaching a value of -5 dB at a DDD of
1x10" MeV/g. Both antennas present a similar sensitivity to
DDD and the antenna with the higher sheet resistance does
not absorb any of the supplied power at a lower DDD.
Therefore, the signal strength of the antennas can be used as
an indication of the radiation exposure and the sheet resis-
tance of the antenna, and can be designed for a particular
sensitivity as well as a maximum DDD value. Other types of
interrogation can be used.

Example 2—Dipole SWCNT Thin-Film Antenna
Design for Temperature Sensing

SWCNT dipole thin-film antennas were fabricated by
dispersing 450 pg of purified laser-vaporized (LV) SWCNTs
in 15 mL of chlorosulfonic acid (CSA). The SWCNTs were
mixed in a Resodyn LabRAM mixer for 60 minutes at an
acceleration of 10.7 m/s?, and were subsequently collected
by vacuum filtration on an Anodisc membrane (Whatman,
0.02 um pore size, 47 mm outer diameter). The thin-film was
dried with the pump on for 30 minutes before applying
acetone, and subsequently dried for an additional 30 min-
utes. The as-produced SWCNT thin-film was released from
the membrane by immersion in a deionized (DI) water bath
and transferred to a glass slide, which contained the masked
shape of the antenna. The SWCNT thin-film was then dried
for 18 hours at 21° C. in air prior to lifting the masking
material off to obtain the final antenna structure, shown in
FIG. 10. The SWCNT thickness was measured as 350
nm+/-15 nm using a Veeco Wyko NT100 surface profilome-
ter as shown in FIG. 16, where the surface morphology of
the SWCNT thin-film can be observed. Although some local
alignment of the SWCNT bundles is observed in the SEM of
the inset of FIG. 16, no overall long range alignment is
realized and the film can be considered as isotropic.

The highly effective nature of CSA to debundle SWCNTs
aids in the fabrication of high quality, uniform SWCNT
thin-films, free from surfactants or other small molecules. In
addition, studies indicate that CSA acts as a p-type dopant
and increases the conductivity of SWCNT material by
electron withdrawal, yet it may be removed from the
SWCNT network via thermal oxidation. Consequently, this
provides a means to vary the electrical conductivity of a
CNT network beginning with a fully CSA doped film and
systematically reducing the doping by heating the film to
increasing temperatures.

The fabricated SWCNT thin-film antenna was thermally
oxidized for 30 minutes at each of the temperatures shown
in FIG. 17, and cooled to room temperature prior to char-
acterization through S, and sheet resistance measurements.
FIG. 17 shows the measured S,,; of the SWCNT thin-film

10

15

20

25

30

35

40

45

50

55

60

65

14

antennas as a function of thermal oxidation temperature
between 50° C. to 425° C. Without any further matching of
the antenna, there is a progressive decrease in the magnitude
of the S;; with increasing thermal oxidation temperature as
the antenna becomes mismatched to the 50-ohm source
impedance. FIG. 18 summarizes the changes in IS, |, as well
as the measured sheet resistance (R,), of the SWCNT
thin-film antennas as the thermal oxidation temperature is
increased. There is a correlation between the measured S,
at resonance and the sheet resistance, which manifests in a
decrease in IS,,| as the material sheet resistance increases
and the antenna becomes unmatched. The initial sheet
resistance of the as-produced (AP, CSA doped) antenna is
5.9 ohm/sq, with a resonant frequency of ~1.7 GHz and S,
of -21.7 dB at resonance. Following thermal oxidation at
50° C. for 30 min, an increase in sheet resistance to ~6.8
ohm/sq and a decrease in S;; to —19.9 dB is observed (see
FIG. 17), indicating a slight change in impedance matching.
The minor loss of antenna performance indicates that the
CSA dopant is only slightly removed from the SWCNT
thin-film. Increasing the thermal oxidation temperature
above the boiling point of water (>100° C.) results in an
increase in sheet resistance to 8.2 ohm/sq, and S, is
decreased to -15.2 dB, indicating further impedance mis-
match. The sudden increase in sheet resistance observed
after this thermal oxidation step may be explained by water
evaporating from the SWCNT thin-film. As the temperature
of the thermal oxidation is increased even further beyond
150° C., a second decomposition event takes place, which
coincides with the boiling point of CSA (151 to 152° C.). At
a thermal oxidation temperature of 250° C., the sheet
resistance increases to 12.5 ohny/sq and the S,; decreases
stepwise to —11.6 dB. FIG. 17 and FIG. 18 show that a third
decomposition event takes place at 400° C., where the
antenna resonates with a low quality factor and increased
reflected power. The sheet resistance increases to 44.6
ohm/sq after 425° C. indicating the electrical conductivity
enhancement provided by the CSA dopant has been com-
pletely removed.

A second SWCNT thin-film antenna was fabricated to
further investigate the effect of the impedance mismatch on
the performance of this type of antenna as it relates to
changes in the sheet resistance. FIG. 19 shows the value of
S, at resonance and the measured DC sheet resistance
(presented in this case in a linear scale), while FIG. 20 shows
the measured real and imaginary impedance at resonance of
the thin-film antenna after each of the thermal oxidation step
without any matching. The changes in measured input
impedance follow a similar trend to that of the sheet resis-
tance. Both the real and the imaginary components of the
impedance show a slight decrease in magnitude from 56.82-
j10.24 ohm at room temperature to 62.96—j20.93 ohm after
the 375° C. thermal oxidation step. This correlates to a
decrease of S, from -19.9 to -13.0 dB, and an increase of
sheet resistance from 6.8 to 20.5 ohm/sq. When the thermal
oxidation temperature is increased to 425° C. the antenna is
essentially turned off as the S;; approaches 0 dB and the
input impedance is measured as 4.48—j73.45 ohm. This
indicates that not only is the input impedance of the antenna
not well matched, but that the resistance of the thin-film has
also become so large that the antenna does not resonate.

The sequential removal of CSA from SWCNT thin-films
during thermal oxidation, leading to the complete dopant
removal at 400° C., has been shown previously using
spectroscopic analysis (Raman and optical absorbance spec-
troscopy). Thermogravimetric analysis (TGA) was per-
formed on a representative sample to confirm the decom-
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position events observed in the sheet resistance and S,
measurements. FIG. 21 shows, that after an initial weight
loss at around 100° C., there are two additional decompo-
sition events at around 200° C. and 400° C. that correspond
to the stepwise degradation observed in sheet resistance,
impedance mismatch, and S, ;. The fact that very little power
is delivered to the antenna at a sheet resistance value above
~40 ohm/sq indicates that a defined resistance value is
needed to reduce the resistive losses due to the conductivity
of the material.

Although various embodiments have been depicted and
described in detail herein, it will be apparent to those skilled
in the relevant art that various modifications, additions,
substitutions, and the like can be made without departing
from the spirit of the disclosure and these are therefore
considered to be within the scope of the disclosure as defined
in the claims which follow.

What is claimed:

1. A sensor antenna comprising:

a thin film material constructed in the shape of an antenna
having a response, the material comprising a designed
sheet resistance capable of being modified by an exter-
nal stimulus where the modified designed sheet resis-
tance alters the antenna response to electromagnetic
radiation.

2. The sensor antenna according to claim 1, wherein the
thin film material comprises carbon nanotubes, graphene,
semiconductor nanowires, nanotubes, or 2D materials.

3. The sensor antenna according to claim 1, wherein the
sheet resistance target range is from about 0.1 ohms/square
to about 1000 ohms/square and the given matching network
is a 50 ohm network.

4. The sensor antenna according to claim 1, wherein the
antenna response is measured as the attenuation, phase shift,
frequency shift, or impedance.

5. The sensor antenna according to claim 1, wherein the
sensor antenna is paired against a reference antenna in a
manner sufficient to determine a calibration curve.

6. The sensor antenna according to claim 1, wherein the
external stimulus comprises corrosion, molecular based dop-
ing via analyte in vapor or liquid form, functionalization of
the materials via reactive chemical species, ionizing radia-
tion exposure induced defects, strain/stress, pressure, tem-
perature, light, physical vapor deposition, or flow sensing.

7. The sensor antenna according to claim 1, wherein the
shape of the antenna comprises a monopole, dipole, planar
inverted F, inverted F, or patch.

8. The sensor antenna according to claim 1, wherein the
antenna comprises a planar configuration.
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9. The sensor antenna according to claim 1, wherein the
antenna is flexible.

10. A system comprising a sensor antenna according to
claim 1, further comprising a reference antenna shielded
from the external stimulus such that the difference in mea-
sured response between the sensor antenna and the reference
antenna provides a measure of the change of the stimulus
experienced by the sensor antenna.

11. A method for operating a thin film sensor antenna
comprising:

providing a thin film sensor antenna comprising a

designed sheet resistance capable of being modified by
an external stimulus where the modified designed sheet
resistance alters the antenna response to electromag-
netic radiation;

exposing the sensor antenna to the external stimulus;

simultaneously sensing the external stimulus while alter-

ing the sensor antenna response;

measuring the change in the sensor antenna response; and

correlating the measured response to a known change in

the stimulus.

12. The method of claim 11, wherein the sensor antenna
is a receiver.

13. The method of claim 11, wherein the sensor antenna
is powered.

14. The method of claim 11, wherein the sensor antenna
is a passive antenna.

15. The method of claim 11, further comprising providing
a reference antenna.

16. The method of claim 11, wherein the sensor antenna
is a transmitter.

17. A method of making a sensor antenna, comprising:

providing a thin-film of a material comprising a designed

sheet resistance capable of being modified by an exter-
nal stimulus where the modified designed sheet resis-
tance alters the antenna response to electromagnetic
radiation;

depositing the thin-film on a substrate;

patterning the thin-film into the shape of an antenna

having a response; and

providing the antenna with electrical contacts sufficient to

function as an antenna.

18. The sensor antenna according to claim 17, wherein the
external stimulus comprises corrosion, molecular based dop-
ing via analyte in vapor or liquid form, functionalization of
the materials via reactive chemical species, ionizing radia-
tion exposure induced defects, strain/stress, pressure, tem-
perature, light, physical vapor deposition, or flow sensing.
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