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1. Introduction
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a,b

Pulsed power technologies demand dielectric capacitors that possess a high energy storage density and
efficiency at low applied electric fields/voltages. In this work, we engineered the morphology of lead-free
0.85[0.6Ba(Zrg »Tip.g)O3—0.4(Bag 7Cap 3) TiOs]-0.15SrTiO3 (BZCT-STO) epitaxial thin films, fabricated using
the pulsed laser deposition technique. Through control of the annealing time, we observed both grain
shape and size changes, which induced a change in the relaxor behaviour of the BZCT-STO films. The
enhanced relaxor behaviour, assigned to the formation of polar nanoregions, was achieved in the film
with uniform smaller spherical grains, which is relevant for improved energy storage performance at low
electric fields. The dependence of the electric field on the ferroelectric and energy storage properties of
the BZCT-STO thin films was investigated. It is found that the LSMO/BZCT-STO/Au capacitor with
enhanced relaxor behaviour shows the optimum energy storage performance, attributable to a moderate
maximum polarization and remanent polarization difference, and the highest electric breakdown field. An
energy storage density of 9.24 J cm™ with an efficiency of 86.4% at an applied electric field of 1500 kV
cm™ was obtained. The increased energy storage density and efficiency in these BZCT-STO thin film
capacitors at a low electric field make them one of the most promising systems reported in the literature
for energy storage applications. The results reported here clearly evidence the significant impact of the
film morphology on the dielectric, ferroelectric and energy storage properties.

power technology (PPT), which has potential applications in
military and defence systems, health, scientific research and

Energy storage (ES) plays a crucial role in a sustainable and
reliable energy future. Dielectric capacitors, with their ultrafast
charging/discharging, high power density, excellent thermal
stability, and long lifespan, are promising solutions for pulsed

“Physics Center of Minho and Porto Universities (CF-UM-UP), University of Minho,
Campus de Gualtar, 4710-057 Braga, Portugal. E-mail: josesilva@fisica.uminho.pt,
Jayakrishnan0007 @gmail.com

bLaboratory of Physics for Materials and Emergent Technologies, LaPMET, University
of Minho, 4710-057 Braga, Portugal

‘Ecole Centrale de Lyon, INSA Lyon, CNRS, Université Claude Bernard Lyon 1, CPE
Lyon, INL, UMR5270, 69130 Ecully, France

dUnz’versity Lyon, INSA Lyon, CNRS, Ecole Centrale de Lyon, Université Claude
Bernard Lyon 1, CPE Lyon, INL, UMR5270, 69621 Villeurbanne, France

‘IFIMUP - Institute of Physics for Advanced Materials, Nanotechnology and
Photonics, Department of Physics and Astronomy, Faculty of Sciences of University of
Porto, Rua do Campo Alegre, 687, 4169-007 Porto, Portugal

IDepartment of Physics, School of Basic and Applied Science, Central University of
Tamil Nadu, Thiruvarur-610 005, India

tThese authors contributed equally to this work.

19794 | Nanoscale, 2025,17,19794-19805

industrial applications."™ Although commercial electrostatic
capacitors rely on biaxially oriented polypropylene (BOPP), its
low energy storage density (ESD) (<7 ] cm™®), efficiency
(70-90%), and high operating voltage (2-7 MV ¢m™") restrict
its applicability in low-power devices.””” Multi-layered ceramic
capacitors (MLCCs) offer moderate ESD, fast charge/discharge
times, and high temperature stability;»*°'*> however, their
integration into miniaturized electronic circuits remains
limited due to their complexity and moderate
performance.'>'* These challenges underscore the urgent
need for dielectric thin films that combine high energy density
and efficiency at low electric fields, enabling miniaturized
energy storage solutions.

On the other hand, ES thin film capacitors offer other
advantages such as high-frequency performance, endurance,
thermal stability, and low leakage current."®> However, achiev-
ing high ESD often requires the application of very high elec-
tric fields/voltages, typically much higher than 3000 kV cm™
(30 V), this being a serious concern when it comes to their

This journal is © The Royal Society of Chemistry 2025
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integration in portable, wearable, and flexible electronics.
Therefore, the search for high ESD and efficiency values at low
electric fields stimulates research into dielectric films,
especially for high-power electronics that prioritize safety,
reliability, and minimal insulation costs.'® This increases the
demand for ES capacitors with good ESD and 7 at low electric
fields/voltages, typically up to 2000 kv ecm™ (20 V). For
instance, 0.93Pb(Mgy,3Nb,/303-0.07PbTiO; thin film capaci-
tors are able to achieve an ESD value of 48.9 ] cm™ with an 5
value of 77.4% at an applied electric field of 2000 kv em™."”
However, lead-based capacitors should be avoided due to their
environmental effects and the toxicity of Pb.'® In this regard,
lead-free relaxor ferroelectric (RFE) thin films are considered
as promising materials to be used in low electric field ES appli-
cations. In recent works, it was demonstrated that 0.5Ba
(Zry »Tip.8)03-0.5(Bag ;Cag 3)TiO3 (BZCT) thin films can exhibit
an ESD value of up to 64.8 J cm™ with an # value below 75
69% at an applied electric field of 2000 kv em™".">?*° While a
high ESD can be achieved in this material at low applied elec-
tric fields, the # value is still below 75%. Therefore, there is a
need to achieve a compromise between high ESD and #.

Here, we report an unprecedented high # value with a mod-
erate ESD value, comparable to the one achieved in commer-
cial BOPP capacitors, at low electric fields/voltages, in a lead-
free RFE BZCT-based thin film. The result was achieved by
incorporating paraelectric SrTiO; (STO) in a solid solution of
0.6Ba(Zry ,Ti 5)03-0.4(Bay ,Cay 3)TiO; to form 0.85[0.6Ba
(Zro »Tig.8)03-0.4(Bay ;Cag 3)TiO3]-0.155rTiO; (BZCT-STO). We
found that the incorporation of STO enhances the ES perform-
ance of BCZT ceramics and polycrystalline thin films.*"??
However, the n value remains below 75%. Therefore, further
optimization is required. Here, the morphology of the BZCT-
STO epitaxial thin films grown by pulsed laser deposition
(PLD) was tuned by changing the annealing time, having a
strong impact on the relaxor behaviour and consequently on
the ferroelectric and ES properties of the BZCT-STO thin film
capacitors. We demonstrate that the epitaxial BCZ-STO thin
film capacitors, while exhibiting similar efficiency, show a
superior ESD value of 9.24 ] em ™ at 1500 kV cm ™", which is 10
times higher than that achieved in ceramic capacitors.”'
Furthermore, the ESD value is ~50% higher than that achieved
with polycrystalline films, while the efficiency is 15% higher.>?
The physical mechanism behind the enhanced ferroelectric
and ES behaviour is explained in terms of the grain size, uni-
formity of the film, relaxor behaviour and formation of weakly
coupled polar nano regions (PNRs).

2. Experimental procedure

The BZCT-STO target, used for thin film growth by PLD, was
prepared using the procedure reported in ref. 21. Before depos-
iting the BZCT-STO thin film, a bottom 15 nm thick
Lag 6,Sr0.33Mn0O; (LSMO) electrode was deposited on an STO
(100) substrate. The LSMO bottom electrode layer was grown
by PLD using an excimer laser (4 = 248 nm) with a laser energy
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of 300 mJ and a frequency of 3 Hz, at 750 °C. An oxygen partial
pressure (pO,) of 0.1 mbar was used. Then, BZCT-STO thin
films with a thickness of ~200 nm were grown without break-
ing the vacuum with a laser energy of 350 mJ at a temperature
of 750 °C. The pulse frequency of the laser was selected at 2
Hz and a pO, of 0.05 mbar was used. After the deposition, the
films were annealed at 775 °C in a pO, of 0.1 mbar at Afypneal
values of 10, 20, 30 and 60 minutes. For simplicity the samples
are labelled as @10 min, @20 min, @30 min and @60 min,
respectively.

The structural properties of the BZCT-STO layer were inves-
tigated by X-ray diffraction using a Bruker D8 Discover diffract-
ometer with Cu-Ka radiation (1 = 1.54056 A). The morphology
of the films was evaluated by scanning electron microscopy
(SEM) using a FEI NOVA NanoSEM 200. Grain size statistics
were performed by measuring a total of 50 grains.

For electrical measurements, top circular gold (Au) electro-
des with 0.25 mm diameter were grown by thermal evaporation
using a metal shadow mask patterning. The complex permit-
tivity, expressed as ¢ = ¢ — ie”", where ¢ and ¢" are the real
(dielectric permittivity) and imaginary parts, respectively, can
be calculated from the measured capacitance (C) and loss
tangent (tan §) using the following equations:**

Ul >

(1)

C=¢g

tan 6 = i” (2)
€

where d represents the film thickness, A denotes the electrode
area, and g, is the vacuum permittivity. The temperature-
dependent dielectric measurements were performed in the 100
Hz to 1 MHz frequency range from room temperature up to
200 °C at a temperature increase rate of 0.5 °C min~". This was
achieved using a PL 706 PID (Polymer Laboratories, Thermal
Sciences, Epsom, UK) controller and furnace for precise temp-
erature control. The temperature was monitored using a PT100
resistance thermometer model 1PT100FR828 (Omega,
Manchester, UK) and the voltage was measured using a volt-
meter model 182 (Keithley, Cleveland, OH, USA). Shielded test
leads were utilized to eliminate parasitic impedances from the
connection cables.

Ferroelectric hysteresis loops (P-E) were measured with a
modified Sawyer-Tower circuit using a sinusoidal signal at a
frequency of 1 kHz. The capacitance-electric field (C-E)
characteristics were measured using a precision inductance,
capacitance and resistance (LCR) meter Agilent E4980A at an
AC voltage of 50 mV in the 100 Hz to 1 MHz frequency range.

Piezoresponse force microscopy (PFM) was performed at
the nanoscale using a Dimension ICON complete with a
Zurich Instruments HF2LI system working in dual-frequency
resonance tracking (DFRT) mode.>* Pt-Ir coated tips were used
with a stiffness of between 1 and 10 N m™'. Moreover,
DFRT-PFM?* was performed using an NT-MDT NTEGRA micro-
scope to obtain piezoelectric hysteresis loops at the nanoscale.
DFRT-PFM was implemented with Pt-Ir-coated tips at the first
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resonance contact frequency (f= 350 kHz contact). A sequence
of low-voltage in-field DC reading triangle signals was applied
via the bottom electrode to record the piezoresponse.”®

3. Results and discussion
3.1 Morphological properties

Fig. 1(a-d) shows SEM images of the surface morphology of the
BZCT-STO thin films annealed at different times (Atynnear)- In
addition, the inset in each image displays the grain size histo-
gram of each sample. It is possible to conclude that the grain
size increases with increasing annealing time. We can clearly
observe that the grain size increases with increasing annealing
time, as shown in the histograms of Fig. 1(a)-(d), which can be
attributed to the coalescence process and Ostwald ripening
mechanism.?”*® Besides that, the shape of the grains changes
from spherical to squared, which is in agreement with the grain
shape evolution as a function of grain size reported in the litera-
ture through phase field simulations.”® This is attributed to
atomic diffusion, grain boundary migration, and the minimiz-
ation of surface and interface energies.>*! Similar shape behav-
iour change was observed in other oxide thin films.** During the

40 60. 80 100. 120

20 40 60 80 A
Grain Size (nm)

Fig. 1
size histogram for each sample.
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grain shape evolution, it is possible to observe that the sample
annealed for 30 minutes exhibits a mixed behaviour where
spherical and squared shapes coexist, which can cause a broader
distribution of grain size, as observed in the figure. Moreover, in
the case of the sample annealed for 10 minutes, although its
surface is atomically smooth with small grain sizes, it also pre-
sents bulk-like 0.3-1 pm sized particulates on top, as shown in
Fig. S1(a). The appearance of such particulates is common in
oxide thin films grown by PLD.** However, further increase of
the annealing time up to 20 min significantly decreases the
number of these particulates (Fig. S1(b)) and also increases the
grain size. It has been reported in the current literature that
thermodynamically unstable surface irregularities and roughness
are significantly decreased as the annealing time increases.** ™’
This is a consequence of atomic diffusion due to a longer time
interval at high temperatures, increasing the atomic rearrange-
ment and improving the surface morphology and homogeneity,
and also promoting an increase in grain size.>*°

In addition, all the samples have the same composition,
since they were grown under the same conditions. Fig. S3
shows a representative EDS spectrum of all the samples. In
this case, the sample used is the one annealed for 20 minutes.
It is possible to observe the presence of all the chemical

20 40 60 80 100 120
Grain Size (hm)

03‘0"’40 60 .80

Graln $|za nm)

i l-l-m

100

(a)—(d) Scanning electron microscopy images of the BZCT-STO thin films annealed for 10, 20, 30 and 60 minutes. The insets show the grain
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elements from the BCZT-STO film, the LSMO electrode and
the STO substrate. However, it was not possible to estimate the
stoichiometric composition, given that some of these elements
are also present in the substrate and the bottom electrode.

3.2 Dielectric properties

After addressing the changes in film morphology with the
annealing time, Afynnea;, We performed dielectric characteriz-
ation to unravel the role of the annealing time in the relaxor
behaviour of the films. Fig. 2(a-d) displays the temperature
dependence of the ¢ and tan é of the BZCT-STO thin films as a
function of Atynnea;, measured at different frequencies ranging
from 100 Hz to 1 MHz. At room temperature and at 100 kHz, the
¢ values for the BZCT-STO thin films are found to be 420, 139,
93, and 253 for the samples annealed for 10, 20, 30, and
60 minutes, respectively. As the annealing time increases from
10 to 20 minutes, the & value of the BZCT-STO thin film
decreases. This is likely due to the disappearance of the micron
sized particulates. Typically, larger grains tend to enhance the ¢’
value.®® Despite the formation of some larger grains, with mean
linear dimensions in the 40-60 nm range, the influence of the
particulate reduction still dominates when the annealing time
increases from 20 to 30 minutes, which causes a further
decrease in the &' value. Further increase in the annealing time
up to 60 minutes leads to an increase in the grain size, and con-
sequently, the value of ¢ again increases.*® Furthermore, SEM

1.0
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images reveal a significant change in the grain boundary density
as the annealing time increases from 10 to 60 minutes. The
lowest values of ¢ for the samples annealed at 20 and
30 minutes may be ascribed to the contribution from the low
permittivity non-ferroelectric grain boundary (GB) layers. These
GB layers will act as dead layers, showing a significant reduction
in the dielectric permittivity.** In addition, the observed increase
in the ¢' and tan 6 values with temperature are related to the con-
ductivity of the films, which makes determination of the temp-
erature phase transition more challenging." However, an anom-
alous broad peak in the temperature dependence of & near
100 °C, associated with the tetragonal to cubic phase tran-
sition,”" is observed in all the BZCT-STO films. This broad
behaviour may be attributed to the degree of diffuseness (DPT)
and can be quantified using the modified Curie-Weiss law:"*

1 1 T—Twn)
—,——:Q, 1<y<2,T>Tn
g ém C

3)
where &, is the dielectric permittivity maximum and T,, its
corresponding temperature. The constants y and C character-
ize the diffuseness of the phase transition. For a typical ferro-
electric, y is 1, while for an ideal relaxor ferroelectric, y is 2.
Fig. 2(e) shows the plot of In(1/¢' — 1/ey,) versus In(T — Ty,); at
100 kHz, the slope value is y. The values were found to be
1.18 + 0.02, 1.74 + 0.01, 1.64 + 0.02 and 1.58 + 0.03 for the
samples annealed for 10, 20, 30 and 60 minutes, respectively.
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(a)—(d) Temperature (T)-dependent ¢, and tan § values of the BZCT-

Temperature (°C)

STO thin films annealed for 10, 20, 30, and 60 minutes, measured at fre-

quencies ranging from 1 kHz to 1 MHz. (e) Logarithmic plot of (1/¢, — 1/e,,) versus (T — T,,,) for the BZCT-STO films annealed for 10, 20, 30, and

60 minutes, measured at 100 kHz.
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As the annealing time increases from 10 to 20 minutes, there
is an increase in the y value from 1.18 to 1.74, indicating a
higher degree of relaxor behaviour. This is consistent with the
SEM analysis, which shows the decrease in the number of
bulk-like particulates, the gradual increase of the grain size
and the mixing of different grain sizes during this process,
which causes the dielectric behaviour to be dominated by the
controlled fine structure of the thin film.**> In the sample
annealed @10 min, the large particulates present a bulk-like
ferroelectric behaviour, with a corresponding low y value. As
the annealing time increases, the particulate reduction and
formation of local grains with increasing annealing time are
ascribed to the formation of PNRs.**** This increases the
interface number, which prevents the domain wall motion and
hinders the long-range ferroelectric order in the @20 min and
@30 min films. However, further increase in the annealing
time up to 60 minutes leads to the formation of larger grains,
resulting in a lower y value and consequently in a loss of the
relaxor behaviour.
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3.3 Ferroelectric and energy storage properties

Fig. 3(a-d) illustrates the room temperature polarization-elec-
tric field (P-E) hysteresis loops of the BZCT-STO thin films
annealed with different times under different applied electric
fields. Samples annealed at different times exhibit different P-
E loops shapes. As the annealing time increases from 10 to
20 minutes, the loop becomes slimmer, demonstrating an
enhanced relaxor ferroelectric behaviour. This is in good agree-
ment with the previously mentioned dielectric studies that
show an increased y value. The relaxor behaviour is ascribed to
the formation of PNRs that can be reoriented from the original
state swiftly when the applied electric field is removed.*” As a
result, a low remanent polarization (P,) is achieved. However,
the sample annealed for 10 minutes has a higher maximum
polarization (Ppax), when compared to the sample annealed
for 20 minutes due to the higher amount of the bulk-like parti-
culates. This result follows the theoretical models that predict
a decrease of electric polarization as a consequence of the

35
0l — 1500 kV/ecm (Egyq) @20 min
25 — 1300 kV/cm
- 1200 kV/cm
& 20 f— 1000 kV/ecm w
E 15 900 kV/cm
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(a)—(d) P—E plots of the BZCT-STO thin films annealed for 10, 20, 30, and 60 minutes at different electric fields.
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grain size decrease.*® The optimal polarization, P, is
achieved in the sample annealed for 30 minutes. This is due to
the co-existence of PNRs and larger grains in the 40-60 nm
range that can be seen as ferroelectric domains. Given that the
PNRs are polarized at lower external applied electric fields,
they induce charge accumulation at the phase boundaries,
creating an internal electric field at the ferroelectric domains,
leading to an increase in the P,y value.”” However, once the
field is withdrawn, the PNRs quickly revert to their random
orientations, resulting in a low P; value and a slim P-E loop.

The increase in the annealing time up to 60 minutes leads
to a broadening of the P-E loop due to the increased grain
size, as observed in SEM analysis. In addition, the maximum
low applied electric field in this sample, as well as its variation
in all the samples, will be further discussed later. Given that
the sample annealed for 20 minutes shows the most promising
ferroelectric behaviour for ES, we have performed capacitance-
electric field (C-E) and PFM measurements to confirm its RFE
behaviour.

Fig. S2(a) shows the electric field dependence of the C-E
curves for the film annealed for 20 min. It is possible to
observe the typical butterfly feature of ferroelectric behaviour.
In addition, the coercive field (E.) is estimated to be 25 kv
em™ ', irrespective of the electric field used. This value is lower
than the one estimated from the P-E loops (~70 kV ecm™) due
to the fact that C-E measurement is a quasi-static process,

Readat 1V
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o o o o o
w » [6,] [} ~
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N
<
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Fig. 4
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while the P-E loop is a dynamic one.*® The frequency-depen-
dent C-E curve for the film annealed at 20 min in the range
1-100 kHz is plotted in Fig. S2(b) and it is possible to confirm
that the C-E curves are stable across a wide frequency range.
This suggests that the influence of defects on the polarization
reversal process is negligible.*®

The ferroelectric and polar domain structures were further
investigated by PFM. Fig. 4(a) shows the surface topography of
the BZCT-STO film annealed for 20 minutes. The surface is
smooth and the average grain size is ~30 nm, which are con-
sistent with the grain size distribution obtained from the SEM
analysis. Piezoresponse amplitude and phase scans, as shown
in Fig. 4(b) and (c), respectively, reveal distinct contrast regions
that exhibit some correlation with the topography. The hystere-
tic dependency of the amplitude and phase piezo-signals on
the applied bias electric field is shown in Fig. 4(d) and clearly
reveals well-defined, reversible, and reproducible cycles, corro-
borating the polar nature of the BZCT-STO films. The cycles
have a +1 V offset with coercive fields set at +0.4 and +1.4 V.
This asymmetry between the negative and positive bias fields
could be partially due to the difference in work functions
between the bottom (LSMO) and top (Pt-Ir) electrodes.”®”"
The critical electric field E., using a parallel plate capacitor
approximation, was estimated to be ~25 kV em™, which is in
good agreement with the value obtained from the C-E
measurements. By writing at +2.5/—0.5 V DC and reading with
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(a) Topography image with respective out-of-plane piezo-response to (b) amplitude and (c) phase signals. (d) Typical phase and amplitude
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a +1 V DC offset, it becomes possible to observe two polariz-
ation states separated by 180° (Fig. 4(e)) and phase (Fig. 4(f))
images. In addition, it is possible to observe some back-switch-
ing, typical for the relaxation of domains in RFEs.

To further confirm the high quality of the BZCT-STO film,
we performed XRD measurements. Fig. S2(c) shows the XRD
pattern of the thin film annealed for 20 min. Besides the XRD
(00?) diffraction peaks from the STO substrate, it is possible to
observe the (00!) diffraction peaks from the BZCT-STO film.
Moreover, no additional diffraction peaks arising from second-
ary phases are observed. The out-of-plane lattice parameter of
the BZCT-STO layer was calculated to be 4.07 A, which is
higher than that obtained in the bulk BZCT-STO sample
(4.00 A),>* suggesting the presence of in-plane compressive
strains generated by the STO substrate.>

Coming back to Fig. 2, it is possible to expect that the
BZCT-STO films should exhibit different ES behaviours. The
ESD of a capacitor can be calculated using the following
equation:*?

Prnax
ESD = J EdP (4)

Fig. 5(a) shows the evolution of the ESD as a function of the
applied electric field for all the samples. To explain the
different behaviours, we have estimated the difference between
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the maximum and the remanent polarizations (Pyax — Py, AP)
for all the samples. Fig. 5(b) shows the AP value as a function
of the applied electric field for the BZCT-STO thin films
annealed for 10, 20, 30, and 60 minutes. The highest AP value
is achieved for the sample annealed for 10 minutes due to the
high P, value, which was already suggested by the highest &,
value found in the dielectric studies for this sample. However,
the ES properties are also dependent on the electric break-
down strength (Egps). The maximum Egpg value of the BZCT-
STO thin films annealed for 10, 20, 30, and 60 minutes at
room temperature were found to be 800, 1500, 1100 and 600
kV ecm™!, respectively. The enhanced Eppg value observed for
the sample annealed for 20 minutes is ascribed to the small
and uniform grains that prevent the propagation and growth
of electric filaments and trees.>® This is supported by phase
field simulations that demonstrate that uniformity causes
enhancement of the dielectric breakdown strength.*® In
addition, the lowest Eppg value is observed for the sample
annealed for 60 minutes. This effect is supported by previous
local electric field simulation studies,> which shows that the
presence of these sharp grain boundaries creates regions of
high field intensity, leading to increased vulnerability to
dielectric breakdown. Besides, the small and uniform grains of
the @20 min sample disrupt the long-range ferroelectric order
by disturbing the translational symmetry by increasing the
grain boundary density.” This will promote the accumulation
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of moving charges at the grain boundaries. As a result, it pro-
vides a barrier effect against the scattering of electrons under
an external electric field and thereby enhances the Epps.”
Therefore, the highest ES performance was achieved for the
sample annealed for 20 minutes due to the moderate AP and
the highest Eppg values. The 7 value of the capacitors can be
also determined using the following equation:>®

[ ESD
1= \ESD + Wigss

) x 100 (5)

where W, denotes the energy loss incurred during the
cycling process. Wi is the area inside the hysteresis loops.
Fig. 5(c) shows the dependence of # on the applied electric
field for all the samples. Remarkably, the sample annealed for
20 minutes shows 7 > 85% for all the applied electric fields.
This value is much higher than the one found in previous
works for BZCT-based ES capacitors operating at low applied
electric fields.'®° In addition, it is possible to observe that the
n value follows a pattern similar to the one observed for the y
parameter, suggesting that the relaxor behaviour and the for-
mation of PNRs dictate the capability of the BZCT-STO film to
store the energy efficiently. The capability of the material to
store a high ESD under a specific electric field can be evalu-
ated as follows:"®

~ ESD
" Electric field

Ue (6)

Fig. 5(d) shows the evolution of U, as a function of the
applied electric field for the sample annealed for 20 minutes.
It is possible to observe that a maximum U, value of 6.16 ] MV

em ™ is achieved for an applied electric field of 1500 kV em™.
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In addition, the quantitative evaluation of the trade-off
between the high ESD and 5 values can be evaluated as
follows:"®

7)

Fig. 5(e) shows the variation of Uy as a function of the
applied electric field for the sample annealed for 20 minutes.
A maximum of 68.14 ] em™, for an applied electric field of
1500 kV cm™', was achieved. The capability of charging/dis-
charging with cycling was evaluated and Fig. 4(f) shows the
evolution of the ESD and 5 as a function of the number of
cycles for the sample annealed for 20 minutes. It is possible to
conclude that this samples shows a fatigue-free behaviour up
to ~10° cycles, confirming the potential of these capacitors for
energy storage applications at low electric fields.

Table 1 compares the performance of the present ES capaci-
tor with those reported in the literature for lead-based and
lead-free RFE thin films under low applied electric fields/vol-
tages. Compared to lead-based RFE thin films, our capacitor
shows a smaller U, value and a comparable U; value. However,
the toxicity of Pb hinders these materials’ practical application.
When compared to BiFeOjz-based and (NagsBig 5)TiOs-based
capacitors, our capacitor exhibits also a significantly lower U,
value. This is due to the fact that these materials usually
exhibit higher Py,.x values, which in the end result in higher
AP and enhanced ESD values. However, the main drawback of
these materials is the presence of highly volatile elements such
as Bi and Na, which hinders the possibility of replacing Pb-
based thin films.*® When compared to previous works in BZCT
film capacitors, our thin film capacitors show comparable U,

Table 1 Comparison of ES performances at low electric fields of the present capacitors with the most relevant lead-based and lead-free relaxor
ferroelectric thin films and ceramics reported in the literature and measured at room temperature

Thickness E Applied Frequency ESD n Ue Ut
Capacitor (nm) (kvem™)  voltage (V) (kHz) Jem™) (%) (MVem™?) (Jem™®) Ref.
Lead-based RFE thin films
StTiO;/67Pb(Mg1/3Nby/505-33PbTiOs- 500 500 25 1 8.16 85.8 16.3 57.5 16
PbO-MgO/Au
SRO/Pby oLag 1Zr¢ 5, Tip 4803/SRO 200 400 8 1 5.5 90.3 13.7 56.7 57
SRO/PbHfO;/SRO 75 1240 9.3 10 21 90.0 17.0 210.0 58
Lead-free RFE thin films
Pt/0.5(Big sNao 5)TiO5—0.5Bi(Zng sZro 5) 700 1500 105.0 — 40.8 64.1 27.2 113.0 47
Og/LﬁNiOg
ITO/Nag 5Bi 5Ti0.9;Nig.0;03/Au 300 500 15.0 10 14.8 49.0 29.6 29.0 59
Pt/Nag 5K, sNbO5/BiMnO; /Au 700 861 60.3 — 11.42 79.7 13.2 56.8 60
Pt/0.68BiFe0;-0.32BaTiO;/Si 200 900 18.0 1 19 51.0 21.1 38.8 61
Pt/0.7(Nay,sBio 5)TiO3-0.3SrTiO,/Pt 190 1895 36.0 1 27 41.0 142 45.8 62
Pt/Biy 5(Nao sKo.2)o.sTiO5-0.10BiFeO;/ 800 1200 96.0 1 22.12 60.8 18.4 56.4 63
Au
Pt/0.72Bi, sNag s TiO;— 900 1100 99.0 0.10 20.34 65.2 18.4 58.4 64
0.18Bi, 5K, 5Ti05-0.10SrTiO5-1.0Fe/Au
Pt/Biy sNag s Tip oMo 1 O5_s/Pt 171 1404 24.0 1 19.84 34.0 14.1 30.1 65
Pt/SrTiOs/(BiFeO3)o.4~(SrTiOs)o.6/Pt 400 975 39.0 1 18.6 85.0 19.1 124 66
Nb:SrTiO3/NaNbO3-0.04CaZrO;/Pt 300 833 25.0 2 19.64 64.5 23.5 55.3 67
Pt/0.5Ba(Zr, 5Ty g)03-0.5(Bay 7Cag 3) 120 1167 14.0 1 10 69.0 8.6 32.3 19
TiOs/Au
LSMO/BZCT-STO/Au 200 1500 30.0 1 9.24 86.4 6.2 68.14 This

work
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and twice the Ur values. Furthermore, our capacitors exhibit
one of the highest Uy values when compared to lead-free RFE
thin films. Therefore, this work demonstrates a novel low
applied electric field electrostatic ES capacitor that can be
used in applications such as smart phones and implantable
and wearable electronics.

4. Conclusion

In this work, it was demonstrated that the morphology of 0.85
[0.6Ba  (Zro,Tiy.5)03-0.4(Bay ,Ca, 5)Ti0;]-0.15S1TiO;  (BZCT-
STO) epitaxial thin films can be controlled by the annealing
time, which has a significant impact on the dielectric relaxor
behaviour, the ferroelectricity, and the energy storage perform-
ance of the films. The LSMO/BZCT-STO/Au capacitor annealed
for 20 minutes showed an enhanced relaxor behaviour attribu-
table to its more uniform small grain distribution, which
causes an optimum energy storage density of 9.24 J cm™ with
an efficiency of 86.4% at an applied electric field of 1500 kv
ecm™’. In addition, these energy storage characteristics were
found to be stable for up to 10° cycles. Therefore, through
engineering the BZCT-STO thin film microstructure, it was
possible to achieve one of the best trade-offs between high
energy storage density and efficiency reported in the literature
on BZCT-based films, which opens up the possibility of using
these capacitors for low applied electric field energy storage
applications.
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