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Abstract: Wearable self-powered sensors represent a theme of interest in the literature due to the
progress in the Internet of Things and implantable devices. The integration of different materials
to harvest energy from body movement or the environment to power up sensors or act as an active
component of the detection of analytes is a frontier to be explored. This review describes the
most relevant studies of the integration of nanogenerators in wearables based on the interaction of
piezoelectric and triboelectric devices into more efficient and low-cost harvesting systems to power
up batteries or to use the generated power to identify multiple analytes in self-powered sensors

and biosensors.
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1. Introduction

The Internet of Things [1-3] and Smart Cities [4—6] are emerging themes in the litera-
ture that require sensors integration, based on recent advances in wearable electronics, that
are classified as epidermal devices and implantable devices [7], since these materials can be
worn on or in the body, facilitating a plethora of applications such as the detection of toxic
gases, volatile organic compounds, UV radiation on skin, and temperature monitoring.
Some critical properties for these devices (such as skin integration, stretchability, and long
cycle life—which have been considered intrinsic drawbacks for conventional sensors and
actuators) define the type of material to be explored. In addition to these required proper-
ties, there are critical factors relative to the access level of these devices: some implantable
components (particularly depleted components in batteries for cardiac pacemakers, de-
fibrillators, deep brain stimulators) that require periodical substitution, representing a
limiting aspect for implantables—regular surgeries are unnecessary risks for patients [8,9].
To circumvent the disadvantages of conventional energy storage devices (related to a
limited lifetime in association to the leakage of toxic compounds into the body and physical
burden), different mechanisms have been explored in the scavenge of energy from different
movements (walking, jumping, running, or muscles contraction, relaxation, and cardiac
motion) to reinforce the concept of self-powered sensors and power sources [1,9-15]. The
overall mechanical energy involved in our daily activities is expected to reach overall
power up to 67 W [10] that can be conveniently harvested by nanogenerators, which are
classified as triboelectric and piezoelectric devices [16].

The technology of nanogenerators favors plenty of new devices such as biosensors,
health-monitoring human—computer interfaces [14] (such as in the improvement of the
performance of and in the detection of vital signals—specific analytes in sensors and
biosensors) in addition to the improvement in the performance of electrochemical devices
(energy storage systems such as supercapacitors and batteries).

In terms of sensors and biosensors, the incorporation of nanogenerators considers not
only a primary role of generating energy to feed the electronics components (in prototypes
of self-powered devices) but also for use as a sensing detection element that must be
affected by the adsorption of the target molecules into nanogenerators. An example of this
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process is the creation of gate potential as reported by Selvarajan et al. [17] as a consequence
of the interference of glucose on the flow of free electrons of nanogenerators, creating a
direct relationship between the generated voltage and the amount of analyte (glucose).
This process is facilitated by the modification of piezoelectric components with enzymes
that interact with the analyte and modulate the generated power [18]. Consequently, the
modulated potential can be explored as a potential parameter for the identification of
specific components.

For monitoring physiological signals, nanogenerators represent relevant alternatives
for diaphragmatic breathing monitoring in substitution to conventional sensors. The rela-
tion between output voltage from the nanogenerator and the respiration signal represents
an important application for this self-powered prototype of the sensor [19].

In terms of application in energy power devices, the primary activity of energy gener-
ation has been added to an auxiliary role that refers to the association with supercapacitors
in which the intermittent generation of electricity improves the energy density of wearable
supercapacitors [20]. It is worth mentioning that these promising strategies to integrate
nanogenerators and sensors, biosensors, and energy storage devices need to circumvent
drawbacks from conventional materials such as comfort, flexibility, retention of properties
under successive washing procedures, wear and tear processes, and the following improve-
ment in the self-healing properties for the resulting material that must be integrated into
a single material that potentializes these characteristics, as observed in all-in-one textile
components for multifunctional devices.

Herein, we report the working principles of nanogenerators (piezo- and triboelectric
devices) for the intrinsic activity of feed-up secondary batteries and supercapacitors and
the potential application of chemically modified structures in the self-powered sensor’s
area, making use of the generated power value in the identification of traces of analytes.

2. Working Principles
2.1. Piezoelectric Nanogenerators (PENGs)

The piezoelectric process is a transductive mechanism observed under modification
of the central symmetry of the crystalline structure in the response to external mechanical
stress. The mechanical deformation affects the overall electric dipole orientation and in-
duces the displacement of oppositely charged species to the surface of the material, creating
an electrical potential difference (that can be explored to feed an external load) [21-24]. The
efficiency of the piezoelectric generation depends on several factors, such as the material
type (ceramic, single crystals, and polymers) and the direction of application of external
force, with the piezoelectric-dependent current given by Equation (1), as follows [25]:

do
Ipiezo = dBSAE 1)

where d33 is the piezoelectric coefficient, A is the effective area of the device, and ‘fi—‘tf is
the rate of mechanical stress change. The piezoelectric coefficients for the most common
materials applied in piezoelectric nanogenerators (PENGs) such as crystals, polymers, and
hybrid materials are summarized in Table 1.

As can be seen, by comparison between crystal-based systems and polymer-based
ones, higher ds3 coefficient values are observed for crystals. These values are also extremely
dependent on the direction of mechanical effort relative to the polar axis, which is defined
by the crystal orientation in non-ferroelectric materials and by the poling direction in
ferroelectric materials [26].
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Table 1. Piezoelectric coefficient values for different materials.

Material/Type ds3 Value, pC/N Ref.
Pb(Mg; /3Nb, /3) O3-PbTiO3 .
PMM-PT/(ceramic) 2000-3000 [26]
Lead zirconia titanate
PZT-5H/(ceramic) 593 [26]
Bulk copolyimide (polymer) 420 [27]
Poly(tetrafluoroethylene)—PTFE 200 [28]
BaTiO3/(ceramic) 190 [26]
Lead zirconia titanate
and polyvinylidene fluoride 36 [29]
PZT/PVDE/(composite)
PVDF random fibers/(polymer) 24.90 [30]
ZnO/(ceramic) 6-13 [26]
Poly (L-lactic acid) g
PLLA/(polymer) 6-12 [20]
Silk/(biomaterial) dig=15 [26]

Despite the superior piezoelectric response observed for ceramic-based materials,
the demand for wearable and truly flexible nanogenerators opens up the possibility for
combined use in alternative hybrid materials based on polymers.

Polyvinylidene fluoride (PVDF) is a very common template for piezoelectric applica-
tions because of its low cost, flexibility, and characteristic ferroelectric behavior. Despite
being thermodynamically stable in the x-phase, (a non-polar component), it is possible
to convert the a- to 3-phase, reinforcing the ferroelectric and consequently the piezoelec-
tric response of the material [30-33]. The incorporation of piezoelectric crystals (ZnO,
BaTiO3, etc.) into PVDF followed by an annealing-based procedure reinforces the overall
piezoelectric response (by the contribution of ceramic) and the conversion rate from «- to
-phase [31].

Electrospinning has been considered one of the most important processing techniques
applied in the production of flexible fibers of pristine and additives-embedded polymeric
templates for different applications [34,35]. The typical procedure for the production of
electrospun fibers is based on the preparation of a polymeric solution (with a required
window for specific density) that is kept under pressure in a syringe. The spinneret (the
metal dip) is connected to high source voltage (in order of 20 kV) disposed in front of a
grounded target. The high electric field established promotes the droplet deformation
that favors the formation of a transition zone (Taylor’s cone) from which is ejected a
polymeric jet that flows in the direction of the grounded target—during this process, the
solvent evaporates, allowing a solid fiber to be deposited on the target. There are several
strategies to align the fibers during the production procedure (such as from the use of a
rotating collector) and by thermal treatment. It is reported that under thermal treatment
and with an external electric field, researchers observed an increase in the 3-phase and
the dipole orientation of domains of PVDF-based electrospun fibers [31]. As a result,
a porous controlled structure of net fibers (with diameter distribution determined by
the experimental setup conditions) can be explored as a flexible template with adequate
comfort for interaction with the body.

Despite the characteristic low piezoelectric coefficient of polymers, their use in wearable
PENGs (W-PENGs) is practically mandatory due to the requisites of flexibility and wearability.
Based on these aspects, polyvinylidene fluoride-co-trifluoroethylene (PVDF-TrFE) [36—42]
and polyvinylidene fluoride hexafluoropropylene (PVDF-HFP) [29,31,33,43—47] are preferred
for use as flexible supports for PENGs. The low piezo potential of PVDF (due to the
prevailing a-phase) has been circumvented by different strategies, based on the alignment
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of dipoles, conversion to the 3-phase of PVDF-based systems, and from the production of
organic—inorganic composites.

The production of highly aligned nanofibers of PVDF disposed of in micropatterned
interdigital electrodes is reported in Ref. [37] in prototypes that generate a signal of 150 V
and power of 8.75 mWcm 2. The alignment of boron nitride nanotubes as micropillar
arrays in the P(VDF-TrFE) matrix results in a voltage of 22 V [40].

The use of electrospinning as a processing technique to produce W-PENGs and the
additional incorporation of additives (with high piezoelectric coefficient) by a simple
solvent mixing procedure can be explored to induce good alignment of the fibers.

It is reported in Ref. [31] that the incorporation of nanotubes of TiO, and nanoflowers
of ZnO into PVDEF-HFP fibers by the coaxial electrospinning technique favors the coaxial
alignment of multiwalled carbon nanotubes on electrospun fibers of P(VDF-TtFE), resulting
in good piezoelectric performance (V =1823 V;1=2.14 mA and P = 6.53 mWem—2) [38].
Piezocomposite nanogenerators have been assembled from the incorporation of rod-
shaped zinc ferrite in PVDF-HFP, with performance in energy generation of (V =85V,
I=0.5mAcm?) [48]. The in-situ poling near-field electrospinning of PVDF produced
aligned piezoelectric nanogenerators with outstanding performance (V =130 V; I =4 mA;
P = 8.34 mWm2) [49].

The reinforcement in the 3-phase of PVDEF-based fibers has been explored by the
incorporation of core-shell nanoparticles of BaTiOs@carbon into electrospun fibers of PVDEF-
TrFE (V =17 V; P = 14.3 mW) [36]. Alternatives to these systems have been reported from
the combination of barium titanate with graphene nanosheets in electrospun fibers of PVDF
(V=11V; P =41 mW) [50], by the direct interaction of barium titanate nanoparticles into
electrospun fibers of PVDEF (V = 25 V) [41], or by spin-coating of barium titanate in PVDF-
TrFE solution into the flexible substrate that results in V = 9.8 V and P = 13.5 mWem 2 [42].
The potential of BaTiOj3 as an active piezoelectric has been also observed in different flexible
supports such as the Ecoflex matrix. The resulting material produces an electrical response
of V=8.9 V and a current at short circuit conditions of 49.7 nA [51].

Specific strategies have focused on the control of the morphology of fillers—additives
such as cadmium sulfide (CdS) nanowalls (Isc = 6 nA; Voc = 1.2 V) [52], from the hy-
drothermal synthesis of ZnO nanorod arrays sandwiched between layers of silver-coated
fabrics [53] (Isc = 20 nA; Voc =4 V), or by the production of zinc oxide tetrapods [54]
(Isc =300 nA; Voc =20 V). The incorporation of carbon nanotubes into barium titanate—
PVDF piezoelectric nanogenerators resulted in the improvement of the output voltage
(7.3 Vem™2) for I = 3.3 nAcm 2 [55].

The production of organic-inorganic composites for W-PENG has been reported by the
incorporation of cellulose nanocrystals—Fe-doped nano ZnO in a PVDF-HFP matrix [43]
(Isc = 1.9 mAcm ™2, Voc =12V), by the synthesis of organic-inorganic trihalide perovskites
(Isc = 0.61 mAcm™~2; Vo = 5.9 V) [56], or by the introduction of niobium-doped Pb (Zr,
Ti)O3 (NPZT) nanoparticles into PVDF-TrFE (V = 10 V) [39]. Despite good performance
as isolated components that harvest energy from movement, the combined action of
these materials represents an important strategy to be considered for new devices with
outstanding performance.

2.2. Triboelectric Nanogenerators (TENGs)

Triboelectric nanogenerators (TENGs) were initially reported by Wang and co-
workers [57]. In this inaugural communication, the authors reported the development
of a flexible, low-cost, and simple triboelectric generator exploring a method in which
charges were separated to favor the circulation of current through an external load. For
this, a simple configuration of two different materials (such as different polymer sheets)
is assembled as a disposition of parallel plates in a capacitor (air as a dielectric) with the
top and the bottom surfaces coated by a metal thin layer (such as gold). The relevance
of the metallic layer on polymer surfaces refers to the creation of charged mobile species
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via electrostatic induction in response to the triboelectric effects on interfaces of active
materials [58].

The triboelectric generation of energy takes place from the charge separation at the
interface of rough nanosurfaces that suffer mechanical compression, which is followed by
the electrostatic charge separation between two surfaces that results in an interface dipole
layer [10,59,60]. In response to this charge separation between active layers, researchers
induced a density of electrostatic free charges on a metal layer that can circulate in the
external circuit.

The typical configuration of electrodes in a TENG is schematically drawn in Figure 1.
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Figure 1. Schematic representation of triboelectric nanogenerator (TENG) composed of gold elec-
trodes and two dielectrics (rough layer in green and a second polymer layer in red) and a representa-
tion of a corresponding electrical circuit.

As can be seen in Figure 1, the overall configuration of a triboelectric generator
is represented from the association (in series) of three different capacitors, with each
capacitance represented by a disposition of parallel plates (area A, the distance between
electrodes d; and different dielectric (permissivity ¢;), which is given by:

A A A
C = €1a; Coir = 05— Co= SzﬂT2 )

air
with the total capacitance given by Equation (3):

1 1 1 1
= + 4+ — 3
G, G ltenta ©)

Note that under mechanical efforts, C; and C, remain unchanged, while C;, varies
from C,;, = sog to Cyir = soﬁ due to the variation in the distance between plates.

The resulting distribution of charges between electrodes (7 = C¢; V) favors the current
circulation along with external load, as described by Equation (4):

. dqg oV 0dCqy
1 —_ = Ceq?“‘ VT

T = itrib0+igeom (4)

It is important to identify these two terms in the overall response of the generated
current as of the triboelectric effect (i},;4,) and by changes in the dimension of the device



Electrochem 2021, 2

123

under mechanical efforts (change in the distance of electrodes from 4 to d-J), resulting in a
contribution of igeom as described by Equation (5):

igeom = €OAV% (}i) ()

Under removal of the external stimulus (returning to the initial position), the tribo-
logically generated species will be neutralized and electrostatically induced charges that
will be recombined along electrodes. The friction between different materials generates
electrostatic charges on the internal surface of layers, allowing that electrostatic induction
to be explored to charge metal electrodes for the following step of current circulation along
with an external load that plays a role in neutralizing the separated charges, reaching an
equilibrium for the next step of mechanical excitation. To reach outstanding performance
in the triboelectric generation (current and voltage peaks), different strategies have been
combined such as from the control in the roughness degree of the electrodes, their affinity
to lose or gain electrons, the relative movement of electrodes (intensity and frequency), and
the wearability of the devices.

As observed, the efficiency of TENG devices depends on the capacity of active mate-
rials to scavenge the maximum in the wasted biomechanical energy into electric signals
005B [61]. The adequate separation of charges between interfaces of different materials
depends primarily on the electronegativity of each one. It requires a strong contact electri-
fication of two materials with relevant and distinct electron affinity, as a consequence of
the difference in the work function of the material that remains in contact: to equalize the
Fermi level of both materials, a migration of electrons is established from the material with
a lower work function to the material with a higher work function [62].

The most adequate condition refers to the use of materials with a higher ability
to attract electrons (becoming negatively charged) in combination with materials that
effectively lose electrons (becoming positively charged) [8,58].

A summary of the most promising materials for TENGs is schematically ordered in
terms of tribopositive (red arrow) and tribonegative (green arrow) behaviors shown in
Figure 2, with corresponding values of charge affinity.

Mica Fe,0;
Polyurethane (foam) Al,O,
Hair — | TiO,
Solid polyurethane {1 polycarbonate
Borosilicate glass (o) acrylic
Nylon = EVA rubber
Nylatron 3 Polystyrene
Glass (soda) = Silicones
Paper | +10 E LDPE
Cotton | +5 o HDPE
Nitrile rubber [+3 Q Cellulose nitrate
BaTio, [+1.3 | 20 PVC
Zn0 | +0.9 E Latex (natural) rubber
Sn02 [+0.5 | O (PTFE) Teflon

Figure 2. List of tribopositive and tribonegative materials for application in TENGs [26,63].

The use of triboelectric devices with pair of materials that are classified in the extreme
of the triboelectric series represents the most adequate combination of more efficient TENG
devices—a higher degree of charge separation in triboelectric pairs. Another constitu-
tive aspect that must be explored in the optimization of the performance of devices is
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the roughness degree of pairs in the friction layer that must be unaffected by successive
mechanical efforts [8]. Steps of contact and the separation of triboelectric pairs favor the
current circulation across an external loading element but affect the surface roughness de-
gree of the pair. Micro-nanoscale pattern modification in soft materials (such as a polymer)
under successive mechanical abrasive efforts is a drawback that has been circumvented by
modification in the roughness of the metal surface (polymer—-metal pair), characterizing
a strategy to provide a more resistant surface against abrasion [60]. As expected, a broad
range of variation in the performance of TENG devices (based on a different combination
of tribopairs) can be observed from the data shown in Table 2.

Table 2. Performance of different TENGs obtained from the combination of specific tribopositive and tribonegative materials.

Active Material Active Material
(Positive) (Negative) Electrode Voltage Current Power Ref
CNT Kevlar/shear stiffening gel - 4127V - 212.90 mW [64]
Silver coated fabric MXene/ecoﬂ'ex Ag 800V - 3.69 mW [65]

nanocomposite
Al BCZT/BiHoO3-PDMS Al 300V - 157 mW /m? [66]

Biaxially oriented

g-C3Ny polypropylene Al/(PET-ITO) 10V - - [62]
P4VP PVDF-HFP Al 260 V 27 mA 7 mW [8]
Antimonene Kapton Al 18V 0.22 mA 15 mW [67]
Al Kapton Al 3250V 44.34 mA - [68]
CNT/silk layer PET/ITO - 276 V 9.2 mA 317.4 mW/cm? [69]
Nylon fabric PTFE fabric Al 350V 5.94 mA 600 mW [13]
Cold-rol}ed Al Fluorinated ethyelene Al 180 V ) 0.36 mW [60]

species propylene (FEP)

As can be seen, extremely high voltage (in the order of 3250 V) [68] can be observed in
TENG devices for applications in prototypes that combine improved performance in energy
conversion with criteria of comfort due to the interaction with the body in wearable devices.

The basic requisite for the development of wearable nanogenerators (tribo and piezo)
devices depends on a series of factors such as stretchability, breathability, washability,
and efficiency for the conversion of energy movement into electrical energy. The strategy
for the production of wearable TENGs (W-TENGs) [35,70-75] concerns the integration
of triboelectric pairs into the clothes or on the skin as tattoos. Typically, there are two
different general strategies to produce W-TENGS: by integrating conductive yarns in
knitted nanogenerators or by the production of the skin-inspired TENGs (artificial skin).

In both cases (by the development of new materials for fabrics or by the production of
biological-based TENG systems), electrospinning assumes a special position as a processing
technique applied in the production of flexible and pore-rich structures [35,76]. The low
cost for the massive production of fiber nets from polymer solutions and the simple strategy
to incorporate additives into electrospun fibers are clear advantages for this technique,
which has been combined with different strategies to provide superior properties for
resulting devices, and it is described as follows.

The facility for processing, low-cost, and ferroelectric properties makes the
PVDF [8,30,33,77-80] a strong candidate for use in electrospinning assays for the
production of flexible and crystalline-type structures. The response of these electro-
spun fibers can be improved by additional steps such as electrospraying additives
(for example, elastic binders that enhance the stretchability, as reported in Ref. [33],
in which researchers observed an open circuit voltage (Vo) of 85 V and power of
219.66 mWm~2) or by the use of print-ink nanofillers to increase the crystallinity of
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PVDF (higher B-phase amount) with reported power in the order of 22 Wm~2 [77].
Another possibility concerns the production of composites by impregnation with
active carbon [78] to reach desirable electrical properties for use in TENGs.

Alternatives to the use of PVDF in textiles refer to the wrapping of metal nanostruc-
tures (such as Ag conductive yarns) in polytetrafluoroethylene (PTFE) and nylon [81] (that
reaches a power density of 7.531 mWm 2 under compression) or by chemical modification
of the silk-based films. As reported in Ref. [82], regenerated silk fibroin is chemically func-
tionalized by the incorporation of glycerol and polyurethane to act as a friction electrode
acquiring properties of artificial skin, reaching a power of 0.8 Wm~2. The production
of samples combining the electrospray of silk and carbon nanotubes represents another
possibility to develop electrodes for W-TENGs with good electrical conductivity, flexibility,
and desirable properties for wearables.

On the other hand, skin-inspired TENGs depend on the production of composites
electrodes with skin-like compliance that is reached by the electrospinning of materials
such as thermoplastic polyurethane followed by the electrospray deposition of AgNWs
(Voc =95 V; Isc = 0.3 mA; and P = 6 mWm™2) [76], by the deposition of liquid metal
droplets on elastomers [83], or by the incorporation of thin gold layers on elastomeric
substrates for the development of ultra-stretchable devices (150 mWm~2) [73].

The incorporation of v-AuNWs represents another important strategy in the pro-
duction of single electrode design with a special interest in tattoo-like-based electrode
applications [58] in which devices are directly transferred to the skin or elastomeric sub-
strates (Ecoflex: PTFE) [73]. The conventional assembly of tribonegative and tribopositive
materials has been explored for wearable devices from the use of Al,O3 nanofillers into
cellulose acetate for the posterior deposition on conductive fibers [84], reaching outstanding
performance (Voc =448 V and P = 2.5 mWcm—2) [84].

2.3. Hybrid Wearable Nanogenerators

The production of hybrid nanogenerators for wearables opens possibilities to com-
pensate shortcomings from each type of nanogenerator in a more efficient energy-capture
process from multiple sources.

There are different possibilities of combination for energy harvesting systems that
resulted in the production of hybrid devices, such as triboelectric—piezoelectric genera-
tors [72,85-97], triboelectric—thermoelectric generators [98,99], photovoltaic-triboelectric
generators [100,101], UV photovoltaic—piezoelectric generators [102], electromagnetic—
triboelectric generators [103-105], electromagnetic—triboelectric—piezoelectric genera-
tors [106,107], photovoltaic—piezoelectric generators [108], and piezoelectric—pyroelectric
generators [25].

The general idea involved in hybrid generators in wearables is based on the successive
deposition of overlaid layers of the active materials and electrodes that are simultaneously
excited by different sources (electromagnetic, heat, wind, pressure, or contact). Especially
for wearables, the most common association of nanogenerators is observed for the combi-
nation of triboelectric and piezoelectric devices in which materials with a high piezoelectric
coefficient (BaTiO3 and BCTZ) are combined with materials with desirable electron affinity
to reach outstanding tribo-based pairs. The operation of devices is based on the indepen-
dent activity of devices or by the integration of components into truly hybrid devices that
are schematically drawn in Figure 3.
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Figure 3. Schematic view of hybrid devices integrating triboelectricity and piezoelectricity with
separated (TENG-PENG) configuration (a) Ref. [85] and (b) Ref. [97] or mixed configuration (c)
Ref. [94]. PENG: piezoelectric nanogenerators.

As shown in Figure 3a,b, the hybrid generators are typically assembled by the succes-
sive deposition of layers as isolated elements or in an integrated disposition of components
that share the same electrodes (in a minimal configuration of two electrodes and two active
layers (see Figure 3c)).

In this configuration, the direct contact of a triboelectric layer (PDMS-PTFE) with the
piezoelectric film (Li-ZnO/PVDF /MWCNT) sandwiched between electrodes (Al and Ag)
makes use of both mechanisms, introducing a reduction in costs (if we consider the use of
additional conductive layers explored as electrodes).

The performance of hybrid nanogenerators, which integrate different mechanisms for
scavenging energy to reach outstanding performance in energy generation, is summarized
in Table 3.

The good performance of PVDF-based hybrid (piezo- and tribo-) electric devices has
been observed in Table 3 with outstanding performance for devices that present open cir-
cuit voltage higher than 100 V, characterizing the polymeric matrix (pristine and combined
with ceramic nanoparticles) as a promising template for incorporation in wearable elec-
tronics. For use as a pristine matrix, the vertically stacking of symmetric devices based on
PVDF makes use of its characteristic negative piezoelectricity and triboelectricity behavior
associated with the electric polarization favored by the 3-phase to reach a device in which
the PVDF acts as a piezoelectric and triboelectric active layer—the symmetrical disposition
of identical and piled up layers introduces advantages for the continuous conversion of
energy from pressing (piezoelectric current) and release (triboelectric contribution for the
current) [90]. The optimization in the performance of W-TENGs and W-PENGs is critically
important for the application of these systems in a diversity of fields such as electronic skin
or self-powered sensors and biosensors, which are described in the following section.



Electrochem 2021, 2

127

Table 3. Description of hybrid nanogenerators and corresponding performance in devices.

Hybrid Nanogenerator Active Material Potential (V) Power Current Ref
Triboelectric— Piezoelectric PTFE-Barium titanate 45 - 10.4 mAcm 2 [85]
Triboelectric— Thermoelectric Polylngi?réfDMS— 30.5 24.34 mWm 2 1.98 mA [98]
Triboelectric— Piezoelectric PVDF - 127 mW [90]
. . . Ba (Tig.s Zro2) O3—(Bao s3s
Triboelectric— Piezoelectric . 45 - 2.8 mA 91
Cag.162) (Tio.v072 Zr0.092) O3 1]
Triboelectric— Piezoelectric Nltrocellulos.e/MWCNT— 18 - 1.6 mAcm 2 [92]
BaTiO3
Triboelectric—
Piezoelectric— Kapton-Nylon-PTFE- 30 - - [106]
. Magnet
Electromagnetic
Triboelectric— Piezoelectric Kapton-PVDF 560 3.7 Wm2 - [93]
. . . . PDMS-PTFE- )
Triboelectric— Piezoelectric PVDF_Li-ZnO-MWCNT 60.1 - 75 mA [94]
Photovoltaic — .
. . Conventional solar cell-PVDF 5.071 342 mW 1.282 mA [108]
Piezoelectric
. . . . PDMS-MWCNT—PVDF- )
Triboelectric— Piezoelectric CNT-BaTiOs 161.66 2.22 Wm - [97]
Triboelectric— Piezoelectric Silk fibroin—-PVDF 500 0.31 mWem 2 12 mA [86]

3. Self-Powered Biosensors Based on Nanogenerators

The advances in the technology of self-powered biosensors are observed from the
diversity of new experimental systems applied as skin-patch sensors, which explore differ-
ent mechanisms to detect diseases, viruses, and bacteria. These mechanisms are based on
electrochromic sensing [109], photochemical [110], electrochemical [111-113], enzymatic
biofuel cell sensing [114], and piezoelectric/triboelectric-based nanogenerators that can be
explored as either power sources or active sensors [115].

The standard procedure to reach an autonomous condition for biosensors refers to the
use of potential piezoelectric materials (zinc oxide, lead zirconate titanate, polyvinylidene
fluoride, and barium titanate) as active layers that separate charges and generate energy
(current circulation) under pressure [116] to charge conventional batteries or to directly
power biosensors [117] (as described in the previous sections). However, in more efficient
assays, the use of nanogenerators as active elements in self-powered biosensors is typically
observed from the modification of active material with enzymes that capture specific an-
alytes. This process affects the overall efficiency of energy generation of nanogenerators
that can be explored as a method for the detection and quantification of analytes. Nano-
generators have been progressively applied in the detection of glucose and thrombin, and
they can be considered as promising candidates for COVID detection and inhibition.

3.1. Glucose Detection

The standard role for nanogenerators in glucose detectors as a power source has been
mutually explored for triboelectricity and piezoelectric assemblies, with the development
of wearable structures in which generated power is used to activate the electronic circuit of
conventional biosensors from stored energy in batteries and supercapacitors. The typical
modification in piezoelectric assembly for the direct detection of glucose concentration in a
fluid has been reported in the literature by the modification of piezoelectric devices with
glucose oxidase. Ref. [118] reported the preparation of glucose-oxidase @ ZnO arrays as
active elements for electronic skin prototypes that are sandwiched between electrodes of Ti
with a PDMS-coated layer and PDMS-Al layer. The response of the modified nanogenerator
is mutually dependent on the pressure and the glucose concentration due to the combined
response of surface enzymatic reaction and the piezoelectric behavior of the resulting
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structure. Based on these factors, it is possible to determine the glucose concentration from
variation in the piezoelectric potential generated at a specific pressure.

3.2. Thrombin Detection

The thrombin detection is conveniently explored from modification in the standard
configuration of conventional triboelectric nanogenerators. The simple functionalization of
gold nanoparticles and the reasonable activity of these particles to be explored as active
layers in triboelectric pairs are the benefits of this application.

Jung et al. [119] described the preparation of a positively charged dispersion of gold
nanoparticles deposited on Al film to form a triboelectric pair. The selective identification
of thrombin was favored by the incorporation of anti-thrombin aptamers on the gold
nanoparticles that enables the specific binding with thrombin. As a consequence of specific
binding with specific molecules, researchers observed a direct variation in the generated
electrical signal. A limit of detection of 0.41 nM and a simple method of detection by
commercial LED lights was explored by the authors. As an alternative, modification
in piezoelectric active layers is reached by aptamer modification in acoustic membrane
microparticle detection assays, as reported in Ref. [120].

3.3. SARS-COV-2 Detection

Three different methods have been recognized for biosensors applied in coronavirus
detection: electrochemical, optical, and piezoelectric-based processes. The pandemic
condition reinforces the urgent development of biosensing platforms for point-of-care
diagnostics, indicating that simple, low-cost, and self-powered templates are preferable to
reach a sufficient number of clinical assays.

In terms of piezoelectric detection of the virus, the standard method refers to the use
of piezoelectric quartz crystal that changes the characteristic frequency variation under
changes in the mass of the active element. This variation is a consequence of the retention
of target molecules on the immobilized receptor with specific ligands [121].

Intending to reach an adequate structure for wearable piezoelectric biosensors for
SARS-COV-2, graphene-related materials represent promising templates [122] for the
detection and as an antiviral agent. In this direction, the production of face masks is
favored by the assembly of graphene in nanofoams.

On the other hand, due to the abundance of the groups -COOH in the SARS-COV-
2[122], it is expected that composites of metal ions and graphene can be efficiently explored
to limit the lifetime of the virus and in the detection, based on observation of the attachment
of antibodies and antigens on the graphene layer. These positive aspects reinforce the
possibility of the production of an all-graphene device in which carbon derivatives are
explored for the design of both electrodes and active elements for COV-SARS-2 detection
from the microbalance biosensor methodology [122].

4. Challenges and Future Perspectives

Self-powered sensing devices and integrated autonomous systems technologies for
wearables are strongly dependent on the integration of energy harvesters with energy
storage systems and sensors from strategies that are described as follows:

(i)  The production of polymeric templates (or materials with corresponding flexibility)
with outstanding piezoelectric and triboelectric coefficients;

(ii) The incorporation of energy harvesting systems in all-in-one textile devices with
batteries and supercapacitors;

(iii) The incorporation of antigens and specific binders in piezo- and triboelectricity nano-
generators to reach a desirable condition of point-of-care detection of viruses;

(iv) The reduction in the costs for the massive production of energy harvesting and
self-powered sensors.

The typical limitation in piezoelectric potential from polymer-based substrates has
been circumvented by the development of novel piezoelectric bulk copolyimides (out-
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standing piezoelectric coefficient dz3 = 420 pCN~1!) [27]. Based on this, the production
of high-performance materials can be explored from the assembly of new devices that
combine the conversion of energy from different sources. Li et al. [123] reported a wear-
able solar-thermal—pyroelectric harvester based on polyethyleneimine (PEI) modified by
reduced graphene oxide and a pyroelectric layer of polarized PVDF film, reaching an
outstanding power of 21.3 mWm 2 [123].

The incorporation of hybrid nanogenerators and energy storage devices represents
another important topic to be explored in the literature. For this, different prototypes
have been proposed, such as observed in Ref. [72], which describes the integration of a
textile TENG connected to a lithium-ion battery. As alternatives for lithium-free energy
storage devices, there are efforts to incorporate supercapacitors in textiles. The most
promising systems for these textile-based electrochemical storage devices are conducting
polymers (such as polypyrrole [124-126] and polyaniline [127]) that can be explored as
electrodes based on pseudocapacitive materials with high conductivity that preserves
the intrinsic mechanical properties of the textile used as a template. Shi et al. [128] re-
ported the production of a cellulose paper/polypyrrole composite with characteristic high
conductivity (sufficient to substitute conventional metal electrodes) to act as a positive
friction material for use as a triboelectric material integrated with a supercapacitor. The
simple procedure for the chemical deposition of polypyrrole on textiles has been explored
for the production of multifunctional devices (supercapacitors, Joule heaters [126], and
single-electrode-mode TENG [129]). For this, the production of composites with polymer
templates such as PDMS [130], PTFE [131], and PVDF [132] represents the possibility
of reaching desirable conditions in terms of conductivity (in a free-metal electrode) and
piezoelectric-triboelectric conditions to be integrated with textile-based energy storage de-
vices exploring the same building blocks. The frontier of knowledge in wearables considers
that all-in-one textile-based devices can be strongly favored by metal-free and integrated
electrodes that can simultaneously harvest and store energy to feed all of the electronic
circuits for the monitoring and transmission of data in self-powered systems. All of these
possibilities and the improvement in the performance of nanogenerators are required to
reach desirable conditions for the detection level of multiple viruses by simple, wearable,
and self-powered biosensors. It is a necessary condition that paves the way to direct the
research in smart sensors. The role of nanogenerators as harvesting systems and active
elements for virus detection requires important parameters that are applied in the complete
process of identification and communication of data.

5. Conclusions

The development of more efficient wearable nanogenerators based on triboelectric and
piezoelectric principles is strongly dependent on strategies that combine highly efficient
fillers (nanoparticles) in comfortable (and stretchable) polymeric substrates that efficiently
convert mechanical movement in energy. The incorporation of aptamers and specific
binders in active layers of nanogenerators represents an important step to reach a condition
of complete autonomy for the detection of specific analytes. The development of more
reliable sensors with higher sensitivity and accuracy in prototypes with smaller size and
weight with associated low cost are some of the frontiers to be achieved in advanced and
integrated biosensors based on nanogenerators.
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