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ABSTRACT

There is growing interest in the study of thin-film pyroelectric materials because of their potential for high performance thermal-energy
conversion, thermal sensing, and beyond. Electrothermal susceptibilities, such as pyroelectricity, are known to be enhanced in proximity
to polar instabilities, and this is conventionally accomplished by positioning the material close to a temperature-driven ferroelectric-to-
paraelectric phase transition. The high Curie temperature (Tc) for many ferroelectrics, however, limits the utility of these materials at
room-temperature. Here, the nature of pyroelectric response in thin films of the widely studied multiferroic Bi;_xLacFeOs (x = 0-0.45) is
probed. While BiFeOs itself has a high T'c, lanthanum substitution results in a chemically induced lowering of the ferroelectric-to-paraelectric
and structural-phase transition. The effect of isovalent lanthanum substitution on the structural, dielectric, ferroelectric, and pyroelectric
response is investigated using reciprocal-space-mapping studies; field-, frequency-, and temperature-dependent electrical measurements; and
phase-sensitive pyroelectric measurements, respectively. While BiFeOs itself has a rather small pyroelectric coefficient at room temperature
(~—40 uC/m* K), 15% lanthanum substitution results in an enhancement of the pyroelectric coefficient by 100% which is found to arise from
a systematic lowering of Tc.

© 2019 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license
(http://creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/1.5128413

domain walls, """ shoring up the true nature of pyroelectric response
in doped hafnium oxide thin films,'*!" etc.

The pyroelectric effect is the variation of the remanent polar-
ization P as a function of temperature T at constant electric field

E [parameterized by the pyroelectric coefficient m = (8P/8T)E]
Pyroelectric effects, while long used for thermal sensing/imaging,”
have drawn renewed interest for their potentlal for efficient low-
grade (<100 °C) waste-heat energy conversion.” ~ Focus on thin-
film geometries, in particular, comes from their potential for high-
breakdown fields (allowing for increased energy density) and low
thermal masses (allowing for faster temperature cycling and thus
increased power density).(“S In turn, advances in both our under-
standing of and routes to manipulate 7 of thin films are essential
to ultimately produce such devices. With recent developments in
thin-film epitaxy of ferroic materlals’ ' and advances in the direct
measurement of thin films,'>'” researchers have clarified the nature
of pyroelectric effects in thin-film materials, including unraveling
extrinsic contributions to m that arise from ferroelastic domains and

In general, m is maximized near polar instabilities where
phonon-mode softening leads to a temperature-dependent polar-
phase transition.'”’” The enhancement of 7 can be realized by
placing the material close to a temperature-driven ferroelectric-to-
paraelectric phase transition; however, T¢ far exceeds room tem-
perature for the majority of ferroelectrics, thus limiting the applica-
tion of this approach.'®"” To improve , one can, for example, shift
the ferroelectric-to-paraelectric phase transmon closer to room-
temperature through hydrostatic strain,”’ biaxial strain,”’ or chemi-
cal substitution.”” For example, it is possible to lower T via chemi-
cal substitution to enhance pyroelectric properties as was illustrated
in bulk lanthanum-doped lead zirconate” and bulk Ba;_xSrxTiO3.”"
In BiFeOs, rare-earth isovalent substitution (Bij— xRexFeO3, Re
= La, Nd, Sm, and Gd) can also significantly reduce T¢c.”” ™~ At the
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same time, the piezoelectric coefficient ds; can be enhanced (as in
Bil,,(SmXFeO3).31 The role of such rare-earth isovalent substitu-
tion in controlling the electrothermal susceptibilities has remained
unclear, owing to the difficulty in fabricating high-quality BiFeOs,”
thus motivating the present study.

Here, the Bi;_yLaxFeOs; (x = 0-0.45) system was chosen as
a model system for studying chemical substitution-induced phase
boundaries at room temperature. Using a combination of advanced
thin-film epitaxy, X-ray diffraction, polarization-electric-field mea-
surements, and temperature-dependent dielectric measurements,
the position of the chemically driven phase boundary and its effects
on properties at room temperature were probed. Microfabricated
electrothermal devices were, in turn, used to probe the pyroelectric
nature of the various Bi;_xLayFeOs3 heterostructures and revealed
that although pure BiFeO; thin films have a fairly small n »
~40 uC/m* K at room-temperature, 15% lanthanum substitution
enhances m by ~100%. Reciprocal-space-mapping (RSM) studies
confirmed a rhombohedral structure for the Bi;_xLaxFeOs3 films with
x < 0.15 and thus, that an increase in the pyroelectric response due
to polarization rotation can be excluded. The enhancement of m,
instead, is found to arise from a systematic lowering of T'c. Over-
all, this work demonstrates a route toward improving pyroelectric
response through isovalent-cation substitution in the Bij_xLayFeOs
system and further expands our understanding of and routes to
control pyroelectric effects in thin films.

In the bulk, BiFeO; exhibits an R3¢ rhombohedrally dis-
torted perovskite structure that undergoes a phase transition from
a cubic-paraelectric phase to a ferroelectric-rhombohedral phase
at Tc ~ 1103 K resulting in a robust spontaneous polarization
(~100 pC/cm?®) along the (111)." *° While BiFeOs has one of
the highest reported remanent polarization values, its near-room-
temperature pyroelectric properties remained largely unexplored in
any form, but especially in thin films, due to a lack of high-quality
materials.”””"" Electrical leakage—arising from both a smaller
bandgap as compared to other polar, ferroelectric materials and
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difficulty in controlling the chemistry and defect structures in this
material—makes direct measurements of m challenging at best. For
example, both cation and anion nonstoichiometry, in part due to
the volatility of species like bismuth during synthesis, can result in
an increased concentration of free carriers and electrical leakage” "'
which can also hamper low-frequency ferroelectric performance.”’
60 nm SrRuO3/150 nm Bi;_¢LaxFeOs (x = 0.05, 0.10, 0.15,
0.27, and 0.45)/30 nm SrRuQs3 heterostructures wherein the SrRuO;
serves as the top and bottom electrodes were grown on (110)-
oriented, single-crystalline DyScOj3 substrates by pulsed-laser depo-
sition using a KrF excimer laser (248 nm, ComPex Pro 205F, Coher-
ent, Inc.). The bottom SrRuO; was grown in a dynamic oxygen
pressure of 100 mTorr, at a growth temperature of 700 °C, a rep-
etition rate of 15 Hz, and a laser fluence of 1.0 ]/cmz. After that,
Bii—xLaxFeO3 was grown at the same temperature and oxygen pres-
sure, a repetition rate of 15 Hz, and a laser fluence of 1.5 ]/cmz.
Finally, the top SrRuO3 was grown under the same condition as of
the bottom SrRuO;. Following growth, the samples were cooled to
room temperature at a cooling rate of 5°C/min under a static oxy-
gen pressure of 760 Torr. A high-resolution X-ray diffractometer
with a Cu source (X’Pert® MRD, Panalytical) was used to perform
line scans and RSM studies. Ferroelectric polarization hysteresis
loops were measured using a Precision Multiferroic Tester (Radiant
Technologies, Inc.). Measurements were completed on symmetric
capacitor structures using SrRuO; top and bottom electrodes at
a frequency of 10 kHz. Temperature- and electric-field-dependent
low-field permittivity and loss tangent were measured using an
impedance analyzer (Keysight E4990A) using an ac excitation field
of 1.3 kV/cm as a function of frequency. The trilayers synthe-
sized by pulsed-laser deposition were patterned using standard pho-
tolithography and ion milled to define the ferroelectric capacitor
[Fig. 1(a)]. The top SrRuOs electrode layer and the Bij_xLaxFeOs
ferroelectric layer were then ion milled to expose the bottom SrRuO;
electrode layer after a second photolithography step. Following
that, a 200-nm-thick blanket layer of SiNy was deposited using

< 10F MM. 70
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q’. 8 U, "Q [0) .. . .
g - 50 o FIG. 1. (a) A schematic illustration of the device struc-
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plasma-enhanced chemical vapor deposition (SiH4 + NH3 based).
The SiNx was then selectively etched using reactive-ion etching
(using a CHF3 and O, plasma). Finally, a 100-nm-thick platinum
layer with a 1-nm-thick tantalum adhesion layer was sputtered to
define the thermal heating and sensing circuit (with a four-point
probe design for sourcing current and sensing voltage and provid-
ing contact pads). The locally oscillated temperature at a frequency
of 2w was generated by driving a sinusoidal heating current (Keithley
6221 current source) with a magnitude of 10 mA (rms) at the desired
frequency of 1w across the top platinum heater line. The magnitude
and phase of the temperature of the platinum heater line are calcu-
lated using the 3w method with a custom-designed electrical circuit,
and the temperature of the ferroelectric layer is calculated by solv-
ing a one-dimensional thermal transport model."” The devices were
poled using a Precision Multiferroic Tester (Radiant Technologies,
Inc.), and the pyroelectric current was measured with the polariza-
tion of the ferroelectric in both the up-poled and down-poled states.
The total current at the frequency of 2w due to the sinusoidal heating
is measured via a phase-sensitive detection using a lock-in amplifier
(Stanford Research SR830), and the pyroelectric current is extracted
from the out-of-phase component of total measured current with the
temperature oscillation."”

Studies here focus on 60 nm SrRuO3/150 nm Bi;_yLaxFeO;
(x = 0, 0.10, 0.15, 0.27, and 0.45)/30 nm SrRuO3/DyScO3 (110)
heterostructures wherein the SrRuO3 serves as the top and bottom
electrodes for subsequent dielectric, ferroelectric, and pyroelectric
measurements. All films were grown via pulsed-laser deposition
following established procedures.””*’ Electrothermal measurement
devices [Fig. 1(a)], with both in situ heating and temperature-
sensing capabilities, were fabricated following established proce-
dures.”” Focusing initially on BiFeQj; heterostructures to establish
a baseline of device operation and function, a sinusoidal heating
current of 10 mA (rms) with various frequencies (f = 5-5000 Hz)
was applied on a platinum heater line generating a periodically
oscillating temperature at a frequency of 2f within the BiFeO;

ARTICLE scitation.org/journal/apm

heterostructures, the magnitude of which is measured by the 3w
method"” [Fig. 1(b)]. The resulting pyroelectric current [ip, ide-
ally 90° out-of-phase with the 2w (w = 2nf) temperature signal]
is measured by phase-sensitive detection [Fig. 1(c)]. At low fre-
quencies ($30 Hz), the current in-phase with the 2w temperature
signal (which is indicative of spurious effects, e.g., thermally stim-
ulated currents) is found to increase significantly in the BiFeOs
[shaded area, Fig. 1(c)]."” Such spurious, thermally stimulated cur-
rents, which are nonpyroelectric in nature, are common in ferroelec-
tric materials and arise from detrapping of charge from defects."’
These currents should not be, and are not, considered in the extrac-
tion of m, which was calculated using m = i, (A% ~1 where A
is the area of the device and dT/dt is the rate of temperature
change [Fig. 1(d)]. It should be noted that such thermally stimu-
lated currents are the primary factor leading to the overestimation
of m in the literature and are a strong motivator for the applica-
tion of direct, phase-sensitive measurements noted herein. For the
BiFeO; thin films, 7 was directly measured to be —43 uC/m* K
at 1 kHz."" Such a value is lower than the zero-field values mea-
sured for other widely studied materials such as PbZrg,TiosO3
thin films (~—200 uC/m* K)," PbZro4sTio550;5 thin films (~—420
‘MC/mZ K),I; 0.68Pb(Mg1/3Nb2/3)O3-0.32PbTiO3 thin films (~*150
#C/m* K),’ and LiTaOs3 (~100 to —200 4C/m* K** *) but is higher
than that of silicon-doped HfO, (~—20 yC/m* K).' Given that the
T¢ of BiFeOs3 (~1103 K) is much higher than that of PbZr,TiosO3
(470 K)*, 0.68Pb(Mgy/3Nb,/3)03-0.32PbTiO;5 (590 K),” and LiTaO;
(890 K)*® and that BiFeOs has a rhombohedral structure (such that
the polarization points along the (111) and, thus, only a fraction of
polarization is projected along the out-of-plane capacitor device),
the data are self-consistent. The essential question, in turn, is what
can be done to further improve the pyroelectric response of BiFeO3?

Having established the baseline pyroelectric response of
BiFeOs;, we proceeded to explore the evolution of m in the
Bij_xLayFeOs system (x = 0, 0.10, 0.15, 0.27, and 0.45) as
we approach and transition across the known structural-phase
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boundary. Room-temperature X-ray diffraction 6-26 scans [Fig. 2(a)]
reveal that the Bij—xLaxFeOs heterostructures are epitaxial and
single-phase and that the out-of-plane lattice parameter decreases
with increasing lanthanum substitution [black arrow, Fig. 2(a)].
Room-temperature dielectric permittivity [Fig. 2(b) and the sup-
plementary material, Fig. S1(a)] and dielectric loss [supplementary
material, Fig. S1(b)] as a function of frequency reveal that the dielec-
tric permittivity increases with lanthanum substitution up tox=0.15
and then decreases upon further increasing the lanthanum content,
consistent with previous findings."”"’ The dielectric loss reveals that
all films have low loss across the frequency regime studied herein,
except for in the Bij_xLaxFeOs heterostructures with some of the
highest lanthanum concentrations (e.g., x = 0.45) where potential
signatures of space charge effects arise from substitution-related
defects. Ferroelectric hysteresis loops measured using the same
symmetric capacitor structures [shown here at 10 kHz, Fig. 2(c)]
reveal that the remanent polarization decreases from a maximum of
~70 uC/cm? for BiFeOs (consistent with previous reports)”*"* to a
value of ~32 /,tC/cm2 for x = 0.15; for x = 0.27 and 0.45, no hysteresis
loops were observed as the films are paraelectric. A summary of both
the dielectric permittivity and remanent polarization evolution as a
function of lanthanum substitution [Fig. 2(d)] at room-temperature
suggests the presence of an anomaly near x = 0.15-0.20 correspond-
ing to the likely position of the ferroelectric-to-paraelectric phase
transition in Bi;—xLaxFeOs3, again consistent with previous reports."“

Armed with this knowledge on the location of the structural-
phase transition in the Bi;_xLa FeO3 heterostructures, we proceed
to explore how the pyroelectric properties evolve near this bound-
ary. For brevity, we show data on the pyroelectric measurements for
the x = 0.15 heterostructures [Fig. 3(a)], but additional data are pro-
vided including data for x = 0.1 (supplementary material, Fig. S2)
and x = 0.15 (supplementary material, Fig. S§3). Similar scaling for
temperature oscillations and thermal-phase lag is observed for the
x = 0.15 (and other) heterostructures. 7, as a function of measure-
ment frequency, for x = 0, 0.10, 0.15, and 0.27 heterostructures are
shown together for comparison [Fig. 3(b)]. Little variation in m is
seen until the lanthanum content approaches the structural phase
boundary wherein, at x = 0.15, ® jumps from a value of —43 to
—49 /AC/mZ K (at 10 kHz) for x = 0, 0.1 heterostructures to a value
of -85 C/m? K (at 10 kHz) for x = 0.15 heterostructures. Unsur-
prisingly, upon transitioning beyond the structural phase boundary
into the paraelectric phase, the x = 0.27 heterostructures exhibit no
pyroelectric response. The doubling of m upon transitioning from
x = 0 to 0.15 is dramatic considering the remanent polarization of
the x = 0.15 heterostructure is only about half that of the x = 0
heterostructure.

ARTICLE scitation.org/journal/apm

Such a significant change in the pyroelectric response could
result from two possible reasons. First, it could be that the material
undergoes a structural transition from rhombohedral to orthorhom-
bic symmetry wherein the polarization direction rotates from the
(111) to the (001) so that the out-of-plane projection of the polar-
ization increases without having any change in the magnitude of
n. Another possible reason is that T¢ is reduced with increasing
rare-earth substitution. Finally, some combination of the two effects
could occur. To fully understand the mechanism for the enhanced
pyroelectric response, detailed studies of the evolution of the crystal
structure of the various Bi;_yLaxFeOs heterostructures were com-
pleted via RSM studies about the DyScO3 334- and Bi;_yLaFeO;
pseudocubic 203,-diffraction conditions. These diffraction condi-
tions were chosen since they possess in-plane directional informa-
tion to provide true crystal symmetry. RSM studies for the x = 0
[Fig. 4(a)], 0.10 [Fig. 4(b)], 0.15 [Fig. 4(c)], and 0.27 [Fig. 4(d)]
heterostructures indicate that all heterostructures are coherently
strained to the DyScOj; substrates. For the x = 0, 0.10, and 0.15
heterostructures, rhombohedral splitting of the Bi;_xLaFeO3 203,-
diffraction peak was clearly observed, confirming a rhombohedral
structure. The splitting between the 203.- and 203.-diffraction peaks
due to the multivariant domain structure yields the rhombohedral

angle § = tanfl(Az—Z/z),”‘”‘;l where Aq; is the difference of the

reciprocal value of 203- and 203.-diffraction peaks in the out-of-
plane direction and gy is the reciprocal value in the in-plane direc-
tion. A summary of the in-plane and out-of-plane lattice parameters
(calculated by projecting the off-axis peaks to the in-plane and out-
of-plane orientations) and the rhombohedral angle (calculated from
the equation above) is provided [Fig. 4(e)]. The out-of-plane lattice
parameters are found to decrease with increasing lanthanum sub-
stitution, which is consistent with the X-ray line scans [Fig. 2(a)].
For heterostructures with x < 0.15, the crystal structure remains
rhombohedral (consistent with previous reports), and the rhombo-
hedral angle decreases with increasing lanthanum substitution [as
illustrated for the x = 0 [Fig. 4()], 0.1 [Fig. 4(g)], and 0.15 [Fig. 4(h)]
heterostructures].”’ For the x = 0.27 heterostructures, the rhombo-
hedral splitting reduces to zero [Fig. 4(i)], implying a change to an
orthorhombic phase.”’

Thus, it is possible to calculate the actual m along the polar-
ization direction (i.e., the rhombohedral (111)) using the rhom-
bohedral angles [Fig. 4(e)] and out-of-plane m for heterostruc-
tures with various lanthanum contents, as the m measured in
our devices was only the out-of-plane component [Fig. 4(j)].
A slight increase in the pyroelectric response was seen for the
x = 0.10 heterostructures, and a pyroelectric response anomaly was
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and (d) x = 0.27 heterostructures showing that the splitting of the 203,- and 203,-diffraction peaks decreases and vanishes with increasing lanthanum content. (e)
Extracted rhombohedral angle (left axis) as well as the in-plane (a) and out-of-plane (c) lattice constants (right axis) as a function of lanthanum content. Schematic
of the evolution of the crystal structure for the (f) x = 0, (g) x = 0.10, (h) x = 0.15, and (i) x = 0.27 heterostructures showing that the structure becomes more
orthorhombic-like with increasing lanthanum content. (j) Measured pyroelectric coefficient for the various heterostructures (x = 0, 0.10, and 0.15) in the out-of-plane
(001) orientation and calculated pyroelectric coefficient along the (111) polarization axes using the unit-cell structure obtained from the RSM studies as a function of
lanthanum content. Note that, for the x = 0.27 heterostructures, RSM studies indicate that the films are paraelectric, and thus, we denote the pyroelectric coefficient to be

Zero.

observed for the x = 0.15 heterostructures which is accompanied by
an increase in dielectric permittivity. Thus, it is possible to conclude
that the enhancement of the pyroelectric response does not result
from a structural transition from rhombohedral to orthorhombic
symmetry wherein the polarization direction rotates from the (111)
to the (001) so that the out-of-plane projection of the polariza-
tion increases significantly without having any change in the mag-
nitude of n. But this does confirm that proximity to other types
of structural-phase transitions can, in fact, be used to enhance the
room temperature pyroelectric response of materials—in this case,
the chemically induced structural phase boundary gives rise to pyro-
electric responses that are comparable to those measured along the
polarization direction in other lower T¢ ferroelectrics.

Having established that polarization rotation corresponding
to a structural evolution is not responsible for the majority of the
enhancement, we proceed to complete temperature-dependent elec-
trical measurements to probe the evolution of T¢ with lanthanum
substitution. Temperature- and frequency-dependent dielectric per-
mittivity data were taken for the BiFeOs and BiggssLag.15FeOs het-
erostructures [Fig. 5(a) and the supplementary material, Fig. S4(a)].
Temperature-dependence of the dielectric loss is also provided
[supplementary material, Figs. S4(b) and S5]. As expected, the

dielectric response of the x = 0.15 heterostructures is found to
be strongly temperature-dependent. With increasing temperature,
there is a rapid increase in the dielectric permittivity by ~100% from
300 K to 550 K for the x = 0.15 heterostructures, while the dielec-
tric permittivity of the x = 0 heterostructures only increases by ~22%
for the same temperature range. These data suggest that Tc of the
x = 0.15 heterostructures is considerably reduced relative to that
of the x = 0 heterostructures. Such a trend could also be visualized
by the schematic of the Bij_yLayFeOs phase diagram [Fig. 5(b)]
where the temperature for the ferroelectric-to-paraelectric phase
transition is systematically brought down upon increasing the lan-
thanum content. The red squares [Fig. 5(b)] are experimental data
for bulk Bi;_yLayFeOs; obtained from differential thermal analy-
sis and thermogravimetry,” which are consistent with implications
from our temperature-dependent dielectric permittivity data that
a lowering of T¢ could be achieved via lanthanum substitution. It
should also be noted that the dielectric permittivity increases by
~150% when the lanthanum content is increased from x = 0 to
0.15. With the same chemistry change, however, the magnitude of
the pyroelectric coefficient increases from —43 to -85 uC/m” K;
thus, the total energy harvesting power is increased by ~55%, which
confirms the effectiveness of rare-earth element substitution for
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FIG. 5. (a) Temperature-dependence of the dielectric per-
mittivity indicating a more rapid increase in the dielectric
permittivity in x = 0.15 heterostructures (red data) than in
that of x = 0 heterostructures (blue data). (b) Schematic of

the phase diagram of the Bi;_yLaxFeO; system indicating
the paraelectric, ferroelectric, and nonstable regimes as a
function of temperature and lanthanum content (red circles
are experimental data for T¢ of bulk Bij_yLaxFeOs taken
from Ref. 25, determined by differential thermal analysis

Temperature [K]

potential energy conversion applications.” Moreover, lanthanum-
substitution also improves the insulating nature of BiFeOs, which
could potentially reduce the noise in the imaging and thermal
sensing applications. o

In summary, the influence of isovalent substitution in
Bij—xLayFeOs thin films on the pyroelectric response was studied.
First, we measured the pyroelectric response of BiFeOs as a function
of frequency at room temperature. From there, we showed that the
pyroelectric response is increased by ~100% with 15% lanthanum
substitution. RSM studies showed that while there was a slight
change in the rhombohedral angle with lanthanum substitution, all
heterostructures remained rhombohedral for x < 0.15. For x > 0.20,
the material transitions to orthorhombic and paraelectric phases. In
turn, it was shown that the increase in the pyroelectric response
resulted not from the polarization contraction in the rhombohe-
dral direction but due to a reduction in the Curie temperature with
lanthanum substitution. Overall, this work provides a route toward
enhancing pyroelectric properties of materials by engineering the
Curie temperature and motivates the exploration of other pyroelec-
tric materials to further improve their electrothermal susceptibilities
wherein a combination of the ferroelastic domain wall,'*"” ferroelec-
tric multilayers,” and the composition-graded structure’*”” can be
applied.

SUPPLEMENTARY MATERIAL

See the supplementary material for additional characteriza-
tion including dielectric permittivity as a function of applied
field, loss tangent as a function of frequency, the temperature
oscillations and thermal phase in the ferroelectric heterostruc-
tures, and temperature-dependent dielectric permittivity and loss
tangent.
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