View metadata, citation and similar papers at core.ac.uk brought to you by fCORE
provided by ScholarWorks@UNIST

AI P Applied Physics
\ Letters i1y /s
Interface structure and strain relaxation in Ba Ti O 3 thin films grown on Gd Sc O 3 and

Dy Sc O 3 substrates with buried coherent Sr Ru O 3 layer
Y. B. Chen, H. P. Sun, M. B. Katz, X. Q. Pan, K. J. Choi, H. W. Jang, and C. B. Eom

Citation: Applied Physics Letters 91, 252906 (2007); doi: 10.1063/1.2819684

View online: http://dx.doi.org/10.1063/1.2819684

View Table of Contents: http://scitation.aip.org/content/aip/journal/apl/91/25?ver=pdfcov
Published by the AIP Publishing

Articles you may be interested in

Strain relaxation of epitaxial (Ba 0.6 Sr 0.4 ) ( Zr 0.3 Ti 0.7 ) O 3 thin films grown on SrTiO 3 substrates by
pulsed laser deposition

J. Appl. Phys. 107, 106101 (2010); 10.1063/1.3380528

Unusual thickness dependence of permittivity and elastic strain in Sc modified epitaxial ( Ba, Sr) Ti O 3 thin
films
Appl. Phys. Lett. 92, 102902 (2008); 10.1063/1.2883973

Dielectric properties of strained ( Ba,Sr)TiO 3 thin films epitaxially grown on Si with thin yttria-stabilized zirconia
buffer layer
Appl. Phys. Lett. 78, 2542 (2001); 10.1063/1.1367309

Thickness and oxygen pressure dependent structural characteristics of BaTiO 3 thin films grown by laser
molecular beam epitaxy
J. Appl. Phys. 87, 7442 (2000); 10.1063/1.373007

BaTiO3 thin films grown on SrTiO3 substrates by a molecular-beam-epitaxy method using oxygen radicals
J. Appl. Phys. 81, 693 (1997); 10.1063/1.364209

2014 Special Topics

METAL-ORGANIC
FRAMEWORK

e \\ |\ materiaLs
j , BIOMATERIALS/ | :
MESOPOROUS | BIOELECTRONICS

MATERIALS

AIP APL Materials — ‘ - Submit Today'



https://core.ac.uk/display/79698669?utm_source=pdf&utm_medium=banner&utm_campaign=pdf-decoration-v1
http://scitation.aip.org/content/aip/journal/apl?ver=pdfcov
http://oasc12039.247realmedia.com/RealMedia/ads/click_lx.ads/www.aip.org/pt/adcenter/pdfcover_test/L-37/1708388657/x01/AIP-PT/APL_ArticleDL_102214/aplmaterialsBIG_2.jpg/47344656396c504a5a37344142416b75?x
http://scitation.aip.org/search?value1=Y.+B.+Chen&option1=author
http://scitation.aip.org/search?value1=H.+P.+Sun&option1=author
http://scitation.aip.org/search?value1=M.+B.+Katz&option1=author
http://scitation.aip.org/search?value1=X.+Q.+Pan&option1=author
http://scitation.aip.org/search?value1=K.+J.+Choi&option1=author
http://scitation.aip.org/search?value1=H.+W.+Jang&option1=author
http://scitation.aip.org/search?value1=C.+B.+Eom&option1=author
http://scitation.aip.org/content/aip/journal/apl?ver=pdfcov
http://dx.doi.org/10.1063/1.2819684
http://scitation.aip.org/content/aip/journal/apl/91/25?ver=pdfcov
http://scitation.aip.org/content/aip?ver=pdfcov
http://scitation.aip.org/content/aip/journal/jap/107/10/10.1063/1.3380528?ver=pdfcov
http://scitation.aip.org/content/aip/journal/jap/107/10/10.1063/1.3380528?ver=pdfcov
http://scitation.aip.org/content/aip/journal/apl/92/10/10.1063/1.2883973?ver=pdfcov
http://scitation.aip.org/content/aip/journal/apl/92/10/10.1063/1.2883973?ver=pdfcov
http://scitation.aip.org/content/aip/journal/apl/78/17/10.1063/1.1367309?ver=pdfcov
http://scitation.aip.org/content/aip/journal/apl/78/17/10.1063/1.1367309?ver=pdfcov
http://scitation.aip.org/content/aip/journal/jap/87/10/10.1063/1.373007?ver=pdfcov
http://scitation.aip.org/content/aip/journal/jap/87/10/10.1063/1.373007?ver=pdfcov
http://scitation.aip.org/content/aip/journal/jap/81/2/10.1063/1.364209?ver=pdfcov

APPLIED PHYSICS LETTERS 91, 252906 (2007)

Interface structure and strain relaxation in BaTiO3 thin films grown on
GdScO; and DyScO; substrates with buried coherent SrRuO; layer

Y. B. Chen, H. P. Sun, M. B. Katz, and X. Q. Pan®

Department of Materials Science and Engineering, University of Michigan, Ann Arbor, Michigan 48109,

USA
K. J. Choi, H. W. Jang, and C. B. Eom

Department of Materials Science and Engineering, University of Wisconsin-Madison, Madison,

Wisconsin 53706, USA

(Received 24 May 2007; accepted 9 November 2007; published online 20 December 2007)

To obtain the electrical properties of strained ferroelectric thin films, bottom electrodes with lattice
constants and thermal coefficients matched to both films and substrates are needed. The interface
structure, strain configuration, and strain relaxation in such bilayer systems are different from those
in single layer systems. Here, we report transmission electron microscopy studies of epitaxial
BaTiO; films grown on GdScO5 and DyScOj; substrates with buried StRuOj5 layers. We found that
the different strain relaxation behaviors observed in the bilayer are mainly dependent on lattice
mismatch of each layer to the substrate and the thicknesses of each layer. © 2007 American Institute

of Physics. [DOL: 10.1063/1.2819684]

Barium titanate (BaTiOj;) thin films are widely used in
modern electronic and optical devices, such as optical
switches and modulators. It is well known that the properties
of BaTiOj thin films and the performance of related devices
are strongly dependent on thin film microstructures, strains,
and defects."™ On the other hand, the strain resulting from
the mismatch in lattice constants and thermal expansion co-
efficients between the substrates and BaTiO; films can be
used to manipulate the properties of the BaTiOj. Strain in
epitaxial thin films can be controlled by carefully choosing
the structure and orientation of substrates and/or epitaxial
buffer layers with suitable lattice constants and thermal ex-
pansion coefficients. Recently, a series of rare earth scan-
dates (including DyScO; and GdScO;) have been used as
substrates for the growth of strained BaTiO; thin films be-
cause their lattice constants (considered as pseudocubic
structure) and thermal expansion coefficients closely match
those of BaTiO3.4’5 Choi et al. reported the enhancement of
Curie temperature of BaTiO;5 thin films from 400 °C when
grown on GdScOj5 to 540 °C by using DyScOj as substrates
(the Curie temperature of bulk BaTiOj5 is 130 °C). They also
showed an increase in the remnant polarization in these
strained BaTiOj; thin films over that in bulk BaTiO3.6 The
key to the improvement of the physical properties in these
BaTiO; thin films is the existence of a uniform strain in-
duced by the coherently epitaxial growth on the rare earth
scandate substrates. In contrast to the rich understanding of
strain relaxation in semiconductor thin ﬁlms,7 strain relax-
ation studies in perovskite oxide thin films have mainly fo-
cused on single layer films grown on substrates.® To deter-
mine the electrical properties of epitaxial ferroelectric thin
films, a bottom electrode such as epitaxial SrRuOj; is re-
quired. The strain configuration and its relaxation mechanism
in such bilayer and multilayer systems may be different from
those in single epitaxial films. As yet, there are few reports
on strain relaxation and defects in bilayer perovskite oxide
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systems.9 Therefore, it is important to understand the strain
relaxation phenomena of bilayer such as BaTiO;/SrRuO;
grown on substrates. In this paper, transmission electron mi-
croscopy (TEM) was carried out to study the microstruc-
tures, the interface structures, and defect configurations of
epitaxial BaTiO; thin films grown on (110) GdScO; and
(110) DyScOj; substrates with buried coherent SrRuO; buffer
layers. The strain relaxation in these BaTiO; films was ad-
dressed by thermodynamic equilibrium theory accounting for
the thickness and lattice mismatch of each layer with respect
to substrates.

Three epitaxial BaTiO3/SrRuO; bilayer films with dif-
ferent thicknesses were prepared by pulsed-laser deposition:
BaTiO; (200 nm)/SrRuO5 (50 nm)/(110) GdScO5, BaTiO;
(50 nm)/SrRuO; (200 nm)/(110) DyScO;, and BaTiO;
(100 nm)/SrRuO5 (100 nm)/(110) DyScO;. Details of the
growth condition and TEM observations have been described
elsewhere.*'”

Figure 1(a) shows a typical low-magnification cross-
sectional bright-field image of a BaTiOz (200 nm)/SrRuO;
(50 nm) bilayer grown on (110) GdScO;. It shows that both
BaTiO;/SrRuO; and SrRuO5/GdScO; interfaces are free of
dislocations. The dark band at the BaTiO3/SrRuO; interface
is due to diffraction contrast at the interface. The atomic
structures at the BaTiO3/SrRuO; and SrRuO;/GdScOj in-
terfaces, with electron beam aligned along the [100] zone
axis of BaTiOj, are shown in Figs. 1(b) and 1(c), respec-
tively. It can be seen that the both interfaces are fully coher-
ent and atomically sharp.

Similar  results were obtained from BaTiO;
(50 nm)/SrRuO5 (200 nm) bilayer grown on (110) DyScOs.
Figure 2(a) shows a cross-sectional TEM image in which
both BaTiO3/SrRuO; and SrRuO;/GdScO; interfaces are
free of dislocations. High-resolution transmission electron
microscopy (HRTEM) images (not shown here) show the
coherent, atomically sharp interfaces similar to Figs. 1(b)
and 1(c). As the thickness of the BaTiOj layer increases, the
interface between BaTiO; and SrRuO; becomes partially re-
laxed and misfit dislocations form at the interface. Figure

© 2007 American Institute of Physics
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FIG. 1. (a) Cross-sectional TEM image of the BaTiO; (200 nm)/SrRuO5
(50 nm) bilayer grown on (110) GdScO; showing the sharp interfaces be-
tween BaTiO; and SrRuO; as well as between SrRuO; and GdScO;. The
interfaces are indicated by arrows. (b) HRTEM image of the
BaTiO;/SrRuO; interface. (¢) HRTEM image of the SrRuOs;/GdScOs
interface.

2(b) is a cross-sectional image of a BaTiO;
(100 nm)/SrRuO5 (100 nm) bilayer grown on (110)
DyScO;. Dislocation cores at the BaTiO3/SrRuO; interface
are observed, while the STRuO;/DyScOj interface is free of
dislocations. Both diffraction contrast images and HRTEM
images (not shown here) prove that the Burgers vector of the
misfit dislocations is a(100)g,rio,. The distribution of dislo-
cations along the BaTiO;/SrRuOj; interface is inhomoge-
neous. The average dislocation spacing of about 58 nm is
much larger than the theoretical equilibrium dislocation
spacing of 25 nm,"* which indicates that BaTiO; thin film is
partially relaxed. Figure 2(c) is a planar-view TEM image of
the same film. The orthogonal dislocation network consists
of two perpendicular edge dislocation lines with Burgers
vectors a[lOO]BaTio3 and a[OlO]BaTi%, respectively. X-ray
energy dispersion spectroscopy analysis confirmed that the
area imaged includes BaTiO3, SrRuOj3, and DyScO;.

The above TEM results show that the 200 nm BaTiO;
thin film grown on a GdScOj; substrate with a 50 nm coher-
ent SrRuOj; layer is still strained with fully coherent inter-
faces, while critical thickness of BaTiO; thin films grown on
DyScO; substrate with coherent StRuO; layer is between 50
and 100 nm. These results can be understood via thermody-
namic equilibrium theory. In general, to ensure coherent
growth in bilayer systems, the important structural param-
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FIG. 2. (a) Cross-sectional TEM image of the BaTiO; (50 nm)/SrRuO;
(200 nm) bilayer grown on (110) DyScO; showing coherent sharp interfaces
between BaTiO; and SrRuOj; as well as between StRuO; and DyScO;. The
interfaces are indicated by arrowheads. (b) Cross-sectional image of the
BaTiO; (100 nm)/SrRuO5 (100 nm) grown on (110) DyScO; showing the
dislocation cores at interface between BaTiO; and SrRuOj;. (c) Planar-view
TEM image of the same sample showing a two-dimensional dislocation
network.

eters are the thicknesses of each layer and the lattice mis-
match between each layer and substrate.'' As a rule of
thumb, if the buffer layer in a bilayer system is coherent and
very thin relative to the substrate, then layers that are subse-
quently grown on top of the buffer layer will be strained to
match the substrate, as though there were no buffer layer
present. When the misfit strain between the two layers is of
an opposite sign, as in the case for BaTiO® and SrRuO?
layers on either GdScO® or DyScO? (Table I), then it will be
energetically unfavorable to lose coherency at the substrate/
buffer-layer interface before losing it at the second interface.
In other words, the critical thickness for a second layer on a
coherent buffer layer is expected to be identical to the critical
thickness in a single layer configuration, provided the strains
in the two layers are of opposite signs. If the strains in the
two layers are of the same sign, it could be energetically
favorable to relax the strains in both layers by losing coher-
ency at the substrate/butfer-layer interface, before reaching
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TABLE 1. The average lattice mismatch between BaTiO; (SrRuO;) and
GdScO; (DyScO3) (Refs. 4 and 5), where the lattice mismatch is defined as

f=(agp—iim)/ Agitms Aeup and agyy, are the average in-plane spacings of the
substrate and thin films, respectively.

Film/substrate Average mismatch (%)
StRuO;/DyScO; 0.41
BaTiO3/DyScO; -1.20
StRuO;/GdScO, 1.10
BaTiO5/GdScO, -0.56

the critical thickness at which coherency is lost at the second
interface.

Within the framework of a thermodynamic equilibrium
theory, there are two widely accepted criteria for the critical
thickness: the Matthews-Blakeslee (mechanical equilibrium)
model'" and the People-Bean (energy equilibrium) model."
The former model requires the total energy being at its mini-
mum under critical thickness, while the latter assumes that
the elastic energy is equal to the dislocation energy at critical
thickness. Generally, the Matthews-Blakeslee model, which
has its physical basis stemming from force balance, is fre-
quently used to describe strain relaxation in thin film sys-
tems, while the People-Bean model is more accurate in cer-
tain thin film systems which have extremely low initial
dislocation densities, low dislocation mobility at growth tem-
perature and small lattice mismatches (<1.0%) between the
thin films and the substrate.'>'® The critical thicknesses cal-
culated by the Matthews-Blakeslee model and the People-
Bean model for different lattice mismatch values are shown
in Fig. 3. In the present experiments the critical thickness of
the BaTiO3 film at which coherency is lost at the BaTiO? /
SrRuO? interface is significantly greater than that expected
from the classical Matthews-Blakeslee model, and might ap-
pear to be more consistent with the People-Bean model (Fig.
3). However, it should be recognized that the Matthews-
Blakeslee model provides a lower thermodynamic bound,
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FIG. 3. (Color online) The theoretical critical thickness for strain relaxation
in single layer systems as a function of lattice mismatch between film and
substrate, calculated via energy balance model (black curve) and mechanical
equilibrium model (blue curve).
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based on equilibrium considerations, to the thickness at
which coherency is lost. In practice, misfit dislocations might
not be observed in the TEM until thicknesses considerably in
excess of those predicted by Matthews-Blakeslee because of
either kinetic limitations or nucleation limitations. Therefore,
the experimental critical thickness for strain relaxation may
depend on experimental conditions such as growth tempera-
ture, stoichiometry, postgrowth annealing, ete.'“"*15 More
studies must be conducted to fully understand strain relax-
ation behaviors in these systems.

In conclusion, we have studied strain relaxation of
BaTiO; thin films grown on (110) GdScO5 and DyScO; sub-
strates with buried coherent SrRuO; layer by transmission
electron microscopy. The different strain relaxation behav-
iors in BaTiOj; films are mainly dependent on lattice mis-
match of each layer with respect to the substrate and the
thicknesses of each layer. Therefore, strain engineering of
multifunctional oxide multilayer is feasible by choosing suit-
able substrate and controlling thickness of each component
layer.
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