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Polymer dielectrics capable of operating at elevated temperatures are essential components in advanced
electronics and electrical power systems. However, dielectric polymers generally display significantly
deteriorated capacitive performance at high temperatures because of exponential growth of electrical
conduction. Here we design and prepare the cross-linked copolymers with interrupted translational
symmetry and the use of local disorder-induced electron localization (i.e., Anderson localization) to
impede electrical conduction of the copolymers. Consequently, the copolymer exhibits state-of-the-art
3 with a charge—-discharge efficiency of 90% at 250 °C. The
copolymer also displays much more stable capacitive energy storage performance in the temperature
range of 25 to 250 °C compared to existing dielectric polymers. With the demonstrated breakdown self-
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discharged energy density of 3.5 J cm™

DOI: 10.1039/d4ee03705g
healing ability and excellent cyclability of the copolymer, this work sheds a new light on the design of
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Broader context

high-temperature high-energy-density polymer dielectrics.

Polymers are the preferred materials for high-energy-density energy storage capacitors due to their high breakdown strength and facile processability. However,
the performance of existing dielectric polymers is compromised under extreme conditions and fails to meet the growing demands in electric vehicles,
aerospace systems, and power grids. In this work, we utilize the broken translational symmetry in the crosslinked copolymers to reduce leakage current and
conduction loss, leading to the dielectric polymers with excellent energy densities and stable capacitive performance from room temperature to 250 °C. We
further describe the self-healing ability of the polymers that can restore dielectric properties and capacitive performance after electrical breakdown. This
approach establishes a new paradigm for the structural design of polymer dielectrics to address the critical needs of high-temperature electrical energy storage.

1. Introduction

In line with the continuous progress of electrification and the
evolving requirements of the internet of things (IoT), dielectric
capacitors, which are fundamental components in advanced elec-
trical power systems and electronic devices, are demanded
to exhibit reliable functionality across a diverse spectrum of
operational scenarios."” Polymer film capacitors, widely chosen
for their outstanding breakdown strength, unique self-healing
capabilities, ease of processing and scalability, confront several
challenges when deployed in extreme environments.® " Biaxially

Department of Materials Science and Engineering, The Pennsylvania State
University, University Park, Pennsylvania 16802, USA. E-mail: wang@matse.psu.edu
i Electronic supplementary information (ESI) available. See DOI: https://doi.org/
10.1039/d4ee03705g

i These authors contributed equally.

8866 | Energy Environ. Sci., 2024, 17, 8866-8873

oriented polyethylene films (BOPP), recognized as the best com-
mercially available polymer dielectric, typically operate at tempera-
tures below ~ 85 °C. When temperature is above 85 °C, they have a
30-50% voltage derating due to deterioration in the breakdown
strength and lifetime of the films.*'* To enable the use of BOPP at
high temperatures, the additional cooling units are brought in,
e.g., electric vehicles, to reduce the capacitor temperature, which
unfortunately adds complexity to the system and decreases fuel
efficiency. In the fields such as oil and gas exploration and
aerospace systems, where spatial constraints hinder the integra-
tion of refrigeration systems for capacitors, there is a pressing
demand for the capacitors constructed with high-temperature
dielectrics that are capable of maintaining consistent performance
across a broad temperature range (Table S1, ESIT).">®
High-temperature polymer dielectrics have been extensively
developed over the last decade to meet the urgent needs, in
which electrical conduction is identified as the main loss

This journal is © The Royal Society of Chemistry 2024
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The exponential increase in electrical con-
duction with the applied electric fields and temperatures leads
to substantially decreased discharge energy density (Uy) and
charge-discharge efficiency (i7) of polymer dielectrics compared
to those obtained at ambient temperature."® U, directly
impacts the size, compactness and modernization of electrical
power systems, while 7 is indicative of dielectric loss and affects
lifetime and reliability of dielectric materials during continuous
operation. The addition of inorganic fillers with wide bandgaps,
such as boron nitride,>** alumina,”?° and silicon dioxide,?”"*®
which can effectively impede the electrical conduction, has been
utilized in the creation of high-temperature dielectric polymer
composites. Similarly, high-temperature dielectric polymers have
been designed based on the incorporation of high-electron-
affinity units into high-glass-transition (T,) polymers and the
modulation of bandgaps of the aromatic polymers.**> While
these approaches are effectively in improving Uy and # at elevated
temperatures, most of the current high-temperature polymer
dielectric still suffer from relatively large variations of the capaci-
tive performance over temperature. For instance, the best high-
temperature polymer films such as polyetherimides (PEI) and
fluorene polyester (FPE), their n decreases >50% with increasing
temperature from 25 °C to 200 °C. Moreover, most research on
high-temperature dielectric polymers is focused on temperatures
below 200 °C, and expanding the operating temperature range to
higher temperature of dielectric polymer remains a challenge. In
addition to the parameters such as Uy, # and Weibull breakdown
strength (Ey,), self-healing capability, i.e., the ability of a metallized
capacitor to clear a fault area and restore its capacitance prior to
catastrophic failure, is a key metric for evaluating the reliability of
metallized film capacitors and assessing the suitability of new
polymer dielectrics for practical applications. However, because of
high ratios of carbon atoms in the aromatic structures such as
PEI, polyimides, and poly(ether ether ketone), only a few aromatic
polymers have been shown the breakdown self-healing ability.***

In this work, we design and synthesize the cross-linked copo-
lymer based on divinyltetramethyldisiloxane-bis(benzocyclo-
butene) (cBCB) as high-temperature dielectrics. In particular, by
introducing methanesulfonic acid modified norbornene (N-4-
aminophenyl sulfonylmethyl-norbornene imide, SNI) to break
the translational symmetry of the polymer network, the local
disorder-induced electron localization (i.e., Anderson localization),
for the first time, is applied to reduce the hopping distance and
electrical conduction of the polymer dielectrics at elevated tem-
peratures and high applied fields. Remarkable capacitive energy
storage performance, i.e., an Ug of 3.5 ] em™* at 250 °C and stable
n > 90% at an applied field of 475 MV m ™" in the temperature
ranging from 25-250 °C, has been demonstrated in the copolymer,
which outperforms the current high-temperature polymer and
polymer composite dielectrics. Moreover, U. exhibits modest
variation with temperature, with only —1.9% from 25 °C to
200 °C and —9.8% to 250 °C. The demonstration of self-healing
ability and outstanding cyclic stability in the copolymer further
suggests the promise of this structural design in the development
of high-energy-density dielectric polymers for wide temperature
range applications.

This journal is © The Royal Society of Chemistry 2024
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2. Result and discussion
2.1 Design of polymer dielectric with Anderson localization

The conduction model of the hopping motion of localized elec-
trons with distribution function is the underlying mechanism
responsible for the electric conduction of dielectrics. While this
single-particle hopping model is similar to the one for mesoscopic
transport behavior,® an effective strategy to reduce the conduc-
tivity in the field of the mesoscopic transport is to utilize the
Anderson disorder localization, a fundamental phenomenon of
the electric-conductivity reduction by local disorder as a conse-
quence of the breaking of the translational symmetry.>® To
investigate the applicability of this effect in polymer dielectrics,
we use tetra-functionality of BCB to prepare the cross-linked cBCB
and also introduce a small amount of monofunctional SNI into
the network as internal disorder sites (Fig. 1a and b). Topologi-
cally, this structure is equivalent to a two-dimensional single-
particle hopping model within the field of the mesoscopic trans-
port (shown in Fig. 1c and Fig. S1, ESIt),*® in which the Hamilto-
nian H of electrons can be expressed as:

H=2 Udec+) el @)
i (i)

where ¢} and ¢; denote the creation and annihilation operators of
electron at site #, respectively; (7, j/) denotes that the summation is
restricted to the nearest-neighbor sites with connection; ¢
describes the hopping strength; U; represents the on-site energy,
and we set the on-site potential energy U; = U for disorder site and
U; = 0 for other sites.

The field of the mesoscopic transport concerns the electron
transmission coefficient (7), which describes the probability of
the transmitted electron to that of the incident electron, i.e., the
probability of electron tunneling/hopping through a potential
barrier or well.

For the structure in Fig. 1c, we calculate T around a single
local disorder within the framework of the Landauer-Buttiker
approach,® and the numerical results are presented in Fig. 1d.
For illustration, we first artificially set a four-link connection of
the SNI (blue curve) into the cross-linked network. As seen from
the figure, the increase in the difference of the on-site potential
energies between disorder site and normal site from zero
remarkably reduces transmission coefficient T no matter
whether this difference is positive or negative. This is because
for a positive energy difference, the hopping electrons need to
cross a potential barrier with the possibility of the reflection/
back-scattering whereas for a negative difference, the potential
well due to the local disorder provides the possibility of the
electron trapping. Both are detrimental to the electron trans-
mission. We next consider the single-link connection of SNI. It
is noted that there are two cases for the remaining link along
and perpendicular to the transport direction. We therefore
calculate the average of transmission coefficient T for both
cases (yellow curve). As seen from the figure, a sharp anti-
resonance of the transmission coefficient T emerges in the
regime of negative U. This is because for single-link connection,
the localized state due to a negative U on a local disorder has a
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Fig. 1 Design and structures of high-temperature dielectric copolymers. (A) and (B) The chemical structure of cBCB and cBCB-co-SNI. Insets:
Conduction models of the corresponding cross-linked networks. (C) Schematic of a two-dimensional single particle hopping model with tangent
connection to the metal electrode (red part). The blue part denotes the cross-linked network formed by cBCB and the yellow part stands for the
monofunctional monomer (SNI) which serves as an internal disorder site. (D) Calculated electron transmission coefficient T vs. on-site energy of the
disorder for the single link with monofunctional monomer (yellow curve) and the tetrafunctional link (blue curve) involved in the cross-linked network.

strong localization character, and the existence of the strongly
localized state provides the discrete channel to interfere with
the conducting channel, leading to a characteristic, asymmetric
line shape in the transmission spectroscopy, known as the
Fano-type anti-resonance.’®*” It is noted that, as a consequence
of the single-link connection (i.e., Fano effect), the peak of
the electron transmission gets suppressed in comparison with
the case for the four-link connection, which suppresses the
localization character due to a stronger connection to the
normal sites.

Consequently, for the structure shown in Fig. 1c, besides the
on-site potential energy, the monofunctional monomer SNI
brings an additional translational-symmetry breaking: a single-
link connection to the cross-linked network, differing from the
four-link one of ¢BCB. Both origins can lead to a remarkable
reduction in transmission coefficient 7. Moreover, as a conse-
quence of the Anderson disorder localization via the unique
translational-symmetry breaking by SNI, the resulted transmis-
sion coefficient T is very robust against structure distortion (i.e.,
fluctuation of hopping or on-site energy on normal sites) and
disturbance by external fields as well as thermal fluctuation,
making this design highly feasible for high-temperature high-
field dielectric applications.

2.2 Electrical and dielectric characteristics

The leakage current density of ¢BCB-co-SNI with different
contents of SNI are measured at high temperatures. As shown
in Fig. S2 and S3 (ESI}), ¢BCB-co-SNI with 5 mol% SNI con-
sistently exhibits the lowest leakage current density and the
smallest charge carrier hopping distance. The larger leakage
current at >5 mol% SNI is attributable to higher conduction of

8868 | Energy Environ. Sci., 2024, 17, 8866-8873

SNI relative to that of ¢cBCB. Fig. 2a compares the leakage current
and resistivity of ¢cBCB and ¢BCB-co-SNI (in which SNI constitutes
5 mol%, unless otherwise specified) measured at high tempera-
tures as a function of the applied electric fields. Consistent with
theoretical predictions, the leakage current of the copolymer film
is found to be notably smaller compared to that of pristine cBCB.
Specifically, at 200 MV m™" and 200 °C, the leakage current
is decreased more than an order of magnitude from 4.76 x
1077 A em™? of ¢BCB to 3.96 x 10°% A ecm ? of ¢BCB-co-SNIL
Comparatively, state-of-the-art polymer dielectrics like PSBNP-co-
PTNI, o, and sc-PEENA exhibit relatively higher leakage currents,
reported as 5.56 x 10°° A em > and 2.42 x 107 A cm 2
respectively, under the same condition.”> At 200 MV m™ "' and
250 °C, the copolymer shows an exceptionally low leakage current
of only 1.94 x 1077 A em™ 2 which is the smallest leakage current
reported so far in polymer and composite dielectrics.
Based on the hopping conduction equation,

J(E,T) = 2nelv x exp (—%) x sinh(AeE/2KgT)  (2)
B

J represents the conductivity and is determined by parameters
such as carrier concentration (7), hopping distance (1), attempt-
to-escape frequency (v), activation energy (W,) in electron volts
(eV) and charge of carriers (e). The excellent agreement between
the fitting hyperbolic sine curve with eqn (2) and the experi-
mental data, with coefficients of determination (R*) ranging
from 0.956 to 0.997, suggests that hopping serves as the
predominant conduction mechanism in ¢BCB and the copoly-
mer. Fitting the /-E data to the hopping conduction model
reveals a hopping distance that escalates from 1.45 to 1.94 nm
in pristine ¢BCB and from 0.82 to 1.60 nm in ¢cBCB-co-SNI with

This journal is © The Royal Society of Chemistry 2024
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Fig. 2 Electrical properties and breakdown strength. (A) Electric field-dependent current density of ¢cBCB and cBCB-co-SNI. (B) Comparison of
electrical resistivity of cBCB and cBCB-co-SNI at various temperatures. (C) Weibull breakdown strength of ¢cBCB and cBCB-co-SNI at 250 °C. (D)
Composition-dependent Weibull breakdown strength of cBCB-co-SNI at different temperatures.

temperature rises from 150 to 250 °C (as shown in Fig. 2a and
Fig. S3, ESIt). Variation in the hopping distance can be well
explained by Anderson disorder localization. The hopping
distance can be understood as the average movement distance
of electrons within the material without being disturbed. It is
proportional to the velocity of the electron v, and the collision
time of the electrons 1,

A= Vet (3)
1 1 1
- = + 4)
T Tphonon  Tdisorder

1/t denotes the probability of electron collision per unit time.
With the introduction of disorder sites, additional collision
probabilities emerge within the system, augmenting the overall
collision likelihood. Since the calculated transmission coeffi-
cient T describes the probability of electron hopping through
the local disorder, the hopping distance around local disorder
becomes A.q = AoT,***° where 1, represents the hopping dis-
tance without disorder. The calculated transmission coefficient
T near the disorder site as shown in Fig. 1d consistently falls
below 0.2 across various energy conditions. This indicates that
Aaa Will be significantly smaller than Ao, thus diminishing the
macroscopic average 4 of cBCB-co-SNI. This is also reflected in
the increased resistivity of the polymers. As depicted in Fig. 2b
and Fig. S4 (ESIT), the resistivity is increased from 3.6 X
10" Qm, 4.2 x 10" Q m and 2.1 x 10° Q m for pristine cBCB
t07.7 x 10”2 Qm, 5.1 x 10" Q m and 1.0 x 10** Q m for cBCB-
co-SNI at temperatures of 150 °C, 200 °C, and 250 °C,
respectively.

This journal is © The Royal Society of Chemistry 2024

We also calculate the effect of the SNI ratio x in the
copolymer on the conductivity. At finite but small x, one can
apply the random phase approximation where the collision rate
1/tgisorder Of electrons with disorder is proportional to the
disorder concentration, i.e., 1/Tqisorder = X/Tqisorder With T3isorder
being the collision time of electrons by single disorder. Then,
considering the ratio ¢cBCB (1 — x), from eqn (2)-(4), one finds
that the electric conductance at small x reads

o= (1- x)ocBCBﬁ (5)

where y = rphonon/rgisorder and opcp denotes the conductivity of
the pristine ¢cBCB. Consequently, with the increase in x from
zero, ¢ decreases from o cp as it should be. Particularly, with
the conductivity ¢ = 0.650.5cg at x = 2.5%, 100 MV m~ " and
150 °C, one finds y = 20. As for large x, the intrinsic conducting
charater of SNI dominates and ¢BCB serves as disorder to SNI.
In this situation, similar to eqn (6), one finds approximately

(6)

X

g = GSNlil +'y/(1 — x)

where gy stands for the conductivity of pristine SNI. Then, at
large x, o increases with the increase in x until ¢ = ggnyat x = 1
as it should be. With ogx; & 2565cg, for y’ = 0.2, one finds ¢ ~
2.20.5cg at X = 10% and ¢ ~ 1.58 at x = 7.5%, close to the
corresponding experimental values ¢ = 2.56,p¢cp at x = 10% and
6=1.470pcp at x = 7.5%, 100 MV m ™ and 150 °C. In the regime
between small and large x, there is a competion between two
mechanisms in eqn (5) and (6) above. Therefore, the conduc-
tivity in principle reaches its minimum when two mechanisms

Energy Environ. Sci., 2024, 17, 8866-8873 | 8869
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are comparable to each other [i.e., gpcp(1 — X)/(1 + yx) ~ Tsnx/
(1 +y'(1 — x))] where x,, & 3%, close to the value x,, & 5% of
the experimental results.

The dielectric spectra of ¢cBCB and ¢BCB-co-SNI are pre-
sented in Fig. S5 and S6 (ESIT). It is evident that the dielectric
constant of the copolymers increases with the SNI content, e.g.,
from 2.76 of ¢cBCB to 3.10 of cBCB-co-SNI, while the dissipation
loss essentially remains unchanged. The dielectric constant
and dissipation factor of ¢BCB and ¢BCB-co-SNI are highly
stable over a wide range of temperature from 25-250 °C and
frequency from 10°-10° Hz.

2.3 Capacitive energy storage performance

We examine the breakdown strength of the dielectric films
utilizing Weibull statistics at various temperatures as summar-
ized in Fig. 2¢, d and Fig. S7 (ESIt). The cumulative probability
of electric breakdown P(E) is represented by the equation:

P(E) = 1 — exp(~E/Ey)" (7)

where E denotes the electric field, E}, signifies the characteristic
breakdown strength corresponding to a cumulative failure
probability of 63.2%, and f represents the shape parameter.
As shown in Fig. 2c, the significant improvement of Ey, with
the incorporation of SNI is clearly demonstrated, e.g., from
380 MV m ™" of ¢cBCB to 513 MV m™ " of ¢cBCB-SNI-5 at 250 °C,
which surpasses those of the current high temperature dielec-
tric polymers such as PI-CF;-is0> with an Ej, of 458 MV m™ " at
250 °C. Consistent to the electrical resistivity results, E}, of the
copolymers is maximized at 5 mol% SNI at temperatures
ranging from 25 to 250 °C.
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Fig. 3a and b compare the Uy and #n of ¢BCB-co-SNI with
those of the current high-performance dielectric polymers,
including ¢BCB, BOPP, PEI, FPE, and PI-CF;-is0,>® measured
at 250 °C. ¢cBCB-co-SNI delivers the maximal Uy of 3.8 J cm ™
compared with 1.8 J em ™ of ¢BCB, 2.7 ] cm ™ of PI-CFs-iso,
0.3 J cm? of FPE and 0.2 ] cm™* of PI at 250 °C. The best Uy
achieved in cBCB-co-SNI is apparently benefited from its much-
reduced conduction and higher Ej, which is attributed to its
unique crosslinked structure with local disorder-induced elec-
tron localization. Indeed, the copolymer displays a superior # of
86.4% to 61% of PI-CF;-iso and all other high-temperature
dielectric polymers at 250 °C and 500 MV m ™. It is noteworthy
that ¢BCB-co-SNI exhibits highly stable n of over 90% up to
the applied field of 475 MV m™" at 250 °C. The achieved Uy of
3.5 em ® at y > 90% also represents the state-of-the-art in
dielectric polymers measured at 250 °C, improving the current
performance record by over 50%. Specifically, we increased the
maximum energy storage density from 2.2 ] cm > of PI-CF;-iso
to 3.5 J cm > of cBCB-co-SNI at over 90% efficiency (as shown in
Fig. S8, ESIt). The P-E loops, along with Uy and 5, of the
copolymers with different compositions, are presented in
Fig. S9 and S10 (ESIt). ¢cBCB-co-SNI-5 exhibits the best overall
capacitive performance.

We further compare the Uy and n of the copolymer with
the current high-temperature polymer dielectrics measured
500 MV m~' as a function of temperature to assess their
temperature stability. As summarized in Fig. 3c and d, ¢cBCB-
c0-SNI clearly has much better stability of Uy and 7, i.e., AU4 of
—9.8% and Ay of —10.1% compared to AUy of —26.5% and An
of —35.4% of PI-CF;-iso with increasing temperature from 25 to
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Fig. 3 Capacitive energy storage performance. (A) Discharged energy density and (B) charge—discharge efficiency of cBCB-co-SNI, PI-CF3-iso?® and
other high-temperature dielectric polymers as a function of the applied electric field at 250 °C. (C) and (D) Change in (C) discharged energy density and

(D) charge—discharge efficiency of the dielectric polymers as a function of temperature measured at 500 MV m™.
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displacement—electric field loops of cBCB-co-SNI before breakdown and after self-healing at 250 °C. (C) Cyclic performance of cBCB-co-SNI and PEl at

elevated temperatures.

250 °C and AUy of —11% and Ay of —16% observed in FPE in
the temperature range from 25 to 150 °C, which is again
attributed to the fact that the increase of the conductivity of
¢BCB-co-SNI with temperature is much less pronounced.

2.4 Self-healing ability and cyclability

While the theoretical link between chemical composition and
the self-healing capability of dielectric polymers remains elusive,
empirical observations suggest that, for polymers with a general
formula of C,HzO, NSy, a low ratio of (¢ + 0 + 0) to (f + y) usually
correlates well with potential for the self-healing ability. Inter-
estingly, cBCB-co-SNI has a ratio of ~0.72 that is much lower
than PSBNP-co-PTNI, o, of 0.97' and other high-temperature
polymer dielectrics such as PEI (1.3), PI (1.6), and PET (0.83).
The scanning electron microscopy/energy dispersive X-ray
spectroscopy (SEM EDS) analysis of the c¢BCB-co-SNI film,
depicted in Fig. 4a, reveals the vaporization of the electrode
in the area where dielectric breakdown occurs. The destruction
of the electrodes during the so-called self-cleaning process
allows the spontaneous extinction of a local electrical arc and
thus would prevent catastrophic failure for continuing the
operation of the capacitor films. The dielectric constant and
dissipation factor of the films show no significant variation
before and after breakdown, indicating no conductive pathway
formation (Fig. S16, ESIt). Consequently, as shown in Fig. 4b,
minimal loss in the Uy and 5 measured at 400 MV m ™' and
250 °C is found in the dielectric films after self-cleaning.

This journal is © The Royal Society of Chemistry 2024

Fig. 4c compares the cyclic performance of ¢cBCB-co-SNI to
that of PEI under an applied field of 300 MV m . In contrast to
commercial capacitor-grade PEI films that fail after less than
10000 cycles at 200 °C, the cBCB-co-SNI film exhibits stable Uy
and # up to 50000 cycles at 250 °C. Curiously, the excellent
stability of the copolymer cannot be credited to its mechanical
properties since PEI has much greater mechanical strength
(i.e., Young’s modulus of 1.1 GPa at 200 °C) than the copolymer
with the Young’s modulus of 0.49 GPa at 200 °C. On the other
hand, at an applied field of 300 MV m™", the copolymer has
remarkably lower conduction loss (i.e., 2.9% at 250 °C) com-
pared to PEI (6.6% at 150 °C and 56.4% at 200 °C). Therefore, it
can be assumed that much less Joule heat resulting from lower
loss in the copolymer is highly beneficial to long-term stability
of dielectric films.

3. Conclusions

We strategically introduce monofunctional monomers to dis-
rupt the translational symmetry of the cross-linked polymer
and leverage the Anderson localization effect to effectively
hinder the electrical conduction of the polymers at high electric
fields and elevated temperatures. This design principle is
different from the current approaches to high-temperature
dielectric polymers. As a consequence of radically reduced
conductivity resulting from the Anderson localization, the
copolymer reported in this work displays outstanding Uy and
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n at 250 °C, far exceeding the current polymer and composite
dielectrics. More impressively, # of over 90% is maintained up
to the applied field of 475 MV m™ ' at 250 °C. The copolymer
also exhibits significantly more stable capacitive energy storage
performance over a wide temperature range from 25 to 250 °C
than the current polymer and composite dielectrics. In addition,
breakdown self-healing ability and excellent cyclability have been
demonstrated in the copolymer. This work successfully improves
the effective operating temperature of dielectric polymers from
200 to 250 °C and opens a new avenue for high-temperature
dielectric polymers for their potential applications in electronics
and power systems under extreme conditions.
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