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Anisotropic conductivity of uncharged domain walls in BiFeO;
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Experimental observations suggest that nominally uncharged, as-grown domain walls in ferroelectrics can be
conductive, yet comprehensive theoretical models to explain this behavior are lacking. Here, Landau-Ginzburg-
Devonshire theory is used to evolve an analytical treatment of the anisotropic carrier accumulation by nominally
uncharged domain walls in multiferroic BiFeOs. Strong angular dependence of the carrier accumulation by 180°
domain walls originates from local band bending via angle-dependent electrostriction and flexoelectric coupling
mechanisms. Theoretical results are in qualitative agreement with experimental data and provide a counterpart
that is consistent with recent first-principles calculations. These studies suggest that a significantly more diverse
range of domain wall structures could possess novel electronic properties than previously believed. Similarly,
emergent electronic behaviors at ferroic walls are typically underpinned by multiple mechanisms, necessitating
first-principles studies of corresponding coupling parameters.

DOI: 10.1103/PhysRevB.86.085315

I. INTRODUCTION

Functionality of condensed matter systems are often con-
trolled by small local distortions from ideal structure tradition-
ally described through order parameters, which can represent
any of several energetically degenerate ground states. In this
description, regions with the same order parameter values
(named, domains) are separated by the “walls”, classified as
topological defects,! which possess different symmetry and
can display markedly different and new properties not exhib-
ited in the bulk material.>® Examples include ferroelectric,
ferroelastic, and magnetic domain walls in ferroic materials,
as well as ferromagnetic Mott insulators* and more subtle
distortions such as Jahn-Teller walls.> From a technological
perspective, ferroelectric and ferroelastic domain walls have
been a foci of interest due to strong coupling with lattice strain
and, correspondingly, significant strain-mediated effects such
as polarization rotations® and ferroelastic phase transitions at
the interface.” Additionally, the discovery of novel electronic
properties arising at these domain walls has catalyzed signifi-
cant experimental and theoretical interest in this topic.>™

It has been known for decades that the existence of charged
domain walls in ferroelectric semiconductors should result in
free carriers accumulation or inversion in the vicinity of the
domain wall and, thus, can lead to enhanced conductivity at the
wall.!® Remarkably, experimental verification of this predic-
tion occurred only recently, by Seidel et al., who used scanning
probe microscopy (SPM) methods to report room-temperature
metallic conductivity of 180° and 109° domain walls in
BiFeO;.!112 The authors found that the 71° domain walls
did not exhibit conductivity. However, recent investigations
of nominally uncharged fabricated vortex structures in BFO
show an order-of-magnitude increase in conductivity over
single domain regions.'> Other experiments have shown that
nominally uncharged as-grown 71° domain walls can also
exhibit enhanced conductivity.'* Farokhipoor et al.'* reported
that the conductivity at the domain walls in thin (40- to
70-nm) BFO films was similar for the 71° and 109° as-grown
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domain walls, suggesting strain-related effects, as opposed to
bound charge at the domain wall, are an important (yet poorly
understood) factor in determining local electronic properties.

A. Domain wall conductance in BiFeO;

Ferroelectric bismuth ferrite, BiFeO3; (BFO), is the one of
the most promising multiferroics due to giant spontaneous
polarization (about 0.9 C/m? at room temperature), high
ferroelectric Curie temperature (~1100 K), strong antifer-
romagnetism (magnetic Curie temperature ~650 K), and
pronounced structural ordering (oxygen octahedron tilt).!?
Distorted perovskite-structured BiFeOj3 also exhibits intrigu-
ing physical properties, which most probably originate from
the complex interplay between coexisting structural, polar, and
magnetic ordering in the single domain regions and especially
at the domain walls,'>'® where the electronic properties can
changes drastically.!'-14

To illustrate the variability of the conductivity response
at BiFeO3; domain walls, experimental studies with current-
atomic force microscopy (c-AFM) and piezoresponse force
microscopy (PFM) of a 200-nm BFO film grown on a DyScO3
substrate are shown in Fig. 1. The film consists of a 71° in-plane
striped domain structure, with a domain spacing of ~200 nm.'”
To form the other two types of domain walls, a square area was
poled with the tip held at a voltage of —6 V. This results in both
ferroelectric (180°) and ferroelastic (71°) switching, as shown
by the vertical and lateral PFM phase images placed as shown
in the insets in Fig. 1(a). The c-AFM image, taken with the tip
held at voltage V = —2.6 V, shown in Fig. 1(a) (central image),
indicates that conduction can be observed at all three types of
domain walls. A close-up of the top-left quadrant is shown in
Fig. 1(b), where a conducting 180° wall segment can be seen.
Additionally, ultrahigh vacuum (UHV) SPM studies of the
film, shown in the topography and c-AFM image in Figs. 1(c)
and 1(d), indicate that as-grown 71° domain walls, which
are nominally uncharged, are indeed conducting. Collectively,
these experimental findings suggest that uncharged domain
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(a) c-AFM Image (b)  c-AFM, zoomed in of (a)
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FIG. 1. (Color online) (a) c-AFM taken with Vi =—2.6 V
reveals that the 109° and 71° uncharged domain walls in BFO are con-
ducting. The dark corner segment is a 180° wall, as indicated. Vertical
and lateral PFM phase images are shown in the insets. (b) Close-up of
(a), showing the conductive 180° wall segment, as well as 71° walls.
Lateral PFM amplitude is shown in the inset. (¢c) Topography and
(d) simultaneous c-AFM image, taken with Vgmpe = +2V, in the
UHV of as-grown, conducting 71° domain walls.

walls and topological defects can exhibit electric conduction,
seemingly at odds with existing theories as to the origins of
the static domain wall’s conductivity.

It is generally accepted that uncharged walls are ther-
modynamically stable and most energetically preferable in
bulk ferroelectrics.'® Consequently, the walls can be readily
created in the required amount and their spatial location can
be manipulated and controlled with nanoscale resolution by,
e.g., SPM.!""13 While the charge state of the domain walls
in realistic systems is generally unknown, it is of interest to
explore theoretically the electronic conductivity properties of
uncharged walls at a prototypical ferroic wall.

The ferroelectric, structural, and magnetic properties of
BiFeOs; are relatively well studied both experimentally (see,
e.g., Refs. 15 and 19) and theoretically (see, e.g., Ref. 20).
Numerical ab initio calculations’! and phase-field modeling
based on phenomenological Landau theory?’ are available.
Electronic properties of the domain walls, on the other
hand, are much less studied. First-principles calculations of
ferroelectric domain walls in BiFeO52! showed that the band
gap narrows on the values 0.2, 0.1, and 0.05 eV at nominally
uncharged 180°, 109°, and 71° domain walls correspondingly.
Despite this, an analytical Landau-type theory of the uncharged
domain walls’ conductivity in thombohedral ferroelectrics is
currently absent. It is worth noting that the Landau theory is
a powerful method that, in 1969, was proven capable of pre-
dicting charged domain walls’ static conductivity in ferroelec-
tric semiconductors,?’ the conductivity mechanism stemming
from compensation of polarization charge discontinuity by
mobile carriers in the material. The analytical Landau-type the-
ory was further developed for charged walls in uniaxial’*> and
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multiaxial tetragonal ferroelectrics,?® improper ferroelectrics,’
and twin walls in incipient ferroelectrics—ferroelastics.?” These
studies agree with recent experiments on Pb(Zr,Ti)O3,??
ErMnOs3.? and LiNbO;.30

The gap between experimental observations of conductivity
at nominally uncharged walls and the existing theoretical
frameworks, as well as the potential for use of such walls in
technological applications (“domain wall nanoelectronics”'®),
motivate an analytical study of the free carrier accumulation
by nominally uncharged 180°, 109°, and 71° domain walls
in bulk BiFeO;. Using Landau-Ginzburg-Devonshire (LGD)
theory we show that polarization changes via flexoelectric
coupling and inhomogeneous elastic strains give rise to
strongly anisotropic local band bending and carrier accumu-
lation by nominally uncharged domain walls. These results
rationalize experimentally observed conductivity at nominally
uncharged domain walls and further suggest that spatial
modulation of conduction via secondary strain-related effects
is possible even in the systems where charged domain walls
are thermodynamically unstable.

II. BASIC EQUATIONS AND THEIR
ANALYTICAL SOLUTION

Here the conductivity of uncharged domain walls in BiFeO;
is explored. For rhombohedral materials, the three types of
domain walls are 180°, 109°, and 71° walls, as shown in
Figs. 2(a)-2(c), respectively.

A. Basic equations

Within LGD theory, the Gibbs free energy functional
density written for the BiFeOs parent symmetry m3m has

the form?°
2 2 p2 2p2p2 , Sijki 0P 0Py
G :a,-Pl- +‘1ijp,- Pj +a,»jkPl- Pij =+ Taa—xl
Fijn 0Py 00;;
— Qijuoij PP + - aija_xl - P"a_x,
Sijki E0€p
= = -0ij0u = PiEi = =~ E{ + pg. M

Subscripts 1, 2, and 3 denote Cartesian coordinates x, y, z; P;
is ferroelectric polarization components; a;, a;;, and a;j; are
LGD expansion coefficients of the second-, fourth-, and sixth-
order dielectric stiffness tensors, correspondingly; gradient
coefficients are g; jkl;31 Qiju are fourth rank electrostriction
tensors coefficients; and Fjj,, are the flexoelectric strain tensor
coefficients. 0;; are elastic stresses and S"’%Gijokl is elastic
energy, s;; are elastic compliances. E, = —d¢/dx; are the
components of depolarization electric field, ¢ is the electric
field potential, &, is background permittivity,*> and ey =
8.85 x 1072 F/miis the dielectric constant of the vacuum. The
space charge density is p = e(Nj — N; 4+ p — n), where e =
1.6 x 107! C is the electron charge, n is the electron density
in the conduction band, p is hole density in the valence band,
and N/ and N, are the concentrations of ionized donors and
acceptors, correspondingly. Electrostatic potential ¢ should be

. . . 2 .
determined from the Poisson equation 8081,37‘2’ = % — p.
i i
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FIG. 2. (Color online) Rotated coordinate frame {%,X,,%3}
choice for (a) 180°, (b) 109°, and (c) 71° uncharged domain walls in
a rhombohedral ferroelectric BiFeO3. Pseudocubic crystallographic
axes are {x1,x2,x3}. Domain wall rotation angle « is counted from X3
axis.

Regarding that all physical quantities can depend only on
the distance ¥; from the domain wall plane ¥; = O (as shown
in Figs. 2), it make sense to define them in the coordinate
frame {X;,%,,%¥3} rotated with respect to the pseudocubic
crystallographic axes {x;,x;,x3}. The domain wall rotation
angle « is counted from ¥3 axes. To maintain charge neutrality,
the rotation angle o can be arbitrary for 180° uncharged
domain walls in the equilibrium, while o = 0,7 for 109°
and o« = —m /4, 37 /4 for 71° uncharged domain walls in
rhombohedral material.

Euler-Lagrange equations®® for polarization components
were derived from the minimization of the Gibbs free energy
functional as G /8 P; — 3(dG/d(d P;/9%,))/%, = 0; they are
listed in Appendix S1.>* Equations of state for elastic stresses
are 8@/85,7 = —il;;, where #i;; are elastic strains. They
were solved along with mechanical equilibrium conditions
361,/0% = 0, compatibility relation e; ;¢ 1,(3%f;,/9%7) = 0
and boundary condition &;;(¥; — Z00) = 0. Analytical ex-
pressions for elastic stresses are listed in Appendix S2.3* After
the substitution of the elastic stresses in the Euler-Lagrange
equations, they become coupled and with the 1D-Poisson
equation 808h82<p/8i12 = 0P, /3%, — ep. The boundary con-
ditions to the Poisson and Euler-Lagrange and equations are
@(F — +o0) — 0, P3(¥; = 0) = 0, P3(F — +00) = +Ps,
and 131,2(921 — F+00) — 0.

B. Analytical solution

Analytical expressions for elastic strains variations du,;
caused by uncharged domain walls have the form

8ilyy = Silz3 = i3 =0, )

_ & S e 3P

Sil;y = ,;::1 (ﬁuk (PP — P} BS) + Wy 5 ) (3)
Here 8ii;; = itij — ; J, where i u . is the spontaneous strain far
from the wall. ﬁls are spontaneous polarization components,
which depend on the wall type. Coefficients %;;; in Eq. (3)
are proportional to the combinations of the electrostriction
tensors’ coefficients Q;; and 0; ;» and the elastic compliances
sij and §;;are defined in the crystallographic {xi,x,x3} and
rotated {X,%,,X3} frames correspondingly. Coefficients W;;
are proportional to the flexoelectric coupling coefficients Fj;

and Fjj;, s;; and §;;. The coefficients and rotated tensors’

PHYSICAL REVIEW B 86, 085315 (2012)

components are listed in Table Sla’** for uncharged 180°
domain walls and in Table S1b for uncharged 109° and 71°
domain walls.

Polarization components P, can be calculated numerically
from the system of coupled Euler-Lagrange equations allowing
for electrostriction, flexoelectric coupling, and the depolar-
ization field E, acting on the component P, (see details in
Ref. 26). Due to the smallness of the flexoelectric coupling, it
appeared possible to use a perturbation approach® in order to
derive analytical expressions for 131. in the considered domain
wall geometries. The corresponding expressions are listed in
Table $2.34

For all types of walls, we use the Ising component 1535 ~
F’3S tanh(¥;/L.), where the function tanh(X;/L.) should be
used for the materials with a second-order ferroelectric phase
transition, like BiFeOj3. Correlation length L. also depends
on the wall type and is listed in Table S2.>* The polarization
variation 8 P;(X;) was omitted as proportional to the second
powers of the flexoelectric coupling coefficient.

The polarization variations 8§ P, = P; — f’s (i = 1,2) orig-
inate from the flexoelectric [term ~ f (8P2/8x1)] and the
purely electrostriction [term ~g¢; Pg((PS Y — P})] couphngs

and P1,2 = 0 for a 180° wall. The expressions for fi
g; are listed at the end of Table S2.>* Linear Variations
é 132 are absent for 109° and 71° uncharged domain walls,
since f2Q(a) ~ sin(4a) and g,(o) ~ sin(4a) are zero for the
corresponding angles « = 0, w, — /4, 37 /4.

Approximate analytical expression for Bloch-type compo-
nent in the vicinity of 180° wall

P, ~ P, cosh™ ( )-I—

gives an overestimated value that does not account for gradient
effects. A more rigorous expression, including this effect, was
derived by Yudin et al.*® for the case of tetragonal BaTiOs.
Note that Bloch-type walls were calculated previously in
rhombohedral BaTiO; at low temperatures’’ and tetragonal
PbTiO33® without consideration of the flexoelectric coupling.
Therefore, it is assumed that a nonzero Bloch component P, =
P, cosh (%, /L.) is possible in the rhombohedral phase of
BiFeOs;. The solution is unrelated with flexoelectric coupling
and is symmetric with respect to X, i.e., it has even X parity.
Since no compact analytical expression for P, can be derived,
its existence was studied numerically. Numerical simulations
showed that the even X-parity Bloch solution can appear
at angles « = mm/3 4w /2 (m is integer), corresponding to
the absence of the odd X-parity terms in Eq. (4), since
sz = g, = 0 at these angles simultaneously. However, the
even ¥-parity seeding is required for the even-parity Bloch
component origin, while the amplitude P, is seeding indepen-
dent. So the appearance of the even solution, as the typical
manifestation of the spontaneous symmetry breaking across
the wall, should be essentially energetically preferable in order
to be dominant. Estimations of the corresponding wall energies
proved that the even X;-parity solution gives no more than
a several-percentages energy gain in comparison with the
odd-type solution at angles o = mm/3 4+ 7/2. Meanwhile,

f23P2 P2 5 ((pS\?: _ p2
2ﬂ BX] +2/3 3((P) P3)
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the odd ¥ -parity solution is induced by “seeding” that is
proportional to sz and g, and is energetically preferable at the
angles « # mm /3 4 7 /2. Moreover, the even ¥;-parity Bloch
solution energy and features appeared to be strongly dependent
on the gradient tensor g;; values and anisotropy. Since the
exact values and anisotropy of the gradient tensor is unknown
for BiFeO3, and below P, = 0 is substituted, the question
regarding the interplay of the odd-parity and even-parity Bloch
solutions is left for future study.
The expression for the Neel-type component

- coen 2 OP?  eoenqi Ps ((155)2
! 1+ 2Bepep 0% 1 4+ 2B8epep 3

appeared to be rather accurate in the vicinity of 180° wall.
Here the first term has a flexoelectric nature and the second
term originates from electrostriction coupling via the constant
B~ a + (@s+ Qi4/2§44)ﬁ52. Note that f’l is nonzero for
all angles «, except « = m /3. The result implies that the
nominally uncharged 180° wall cannot be regarded to be
completely uncharged in BiFeOs, since the bound charge
appears from the Neel component P;. The latter can be rather
small but (as will be shown below) enough to induce carrier
accumulation.

The Neel component P, creates the “bare” depolarization
field E; &~ — P, /sge, that, in turn, strongly suppresses the
component. The depolarization field leads to the electric
potential variation

- P)

p (X))~

L.PS .
(1 + 055 ) (260 - (2.
(6)

Since for many ferroelectrics 2B¢gpe, < 1, the potential
variation appeared almost independent on the product gyep.
The potential variation, in turn, changes the electrochem-
ical potential variation in the vicinity of the domain
wall.

The coupling between the inhomogeneous strain and band
structure is given by the deformation potential.***? The strain-
induced conduction and valence band edge shift caused by the
domain wall is linearly proportional to the strain variation
Sﬁij ,43

1
1+ 2Bepgp

Ecv—Ecovo-i-u

where E¢ and Ey are the energetic positions of the bottom
of the conduction band and the top of the valence band,
respectively, and Eﬁv is a tensor deformation potential
of electrons in the conduction (C) or valence (V) bands.

Values Eco = Ec(u ) and Eyo=FE V(u ) already include the
spontaneous strain u

Vi), @)

. that exists far from the domain wall.
The symmetry of the deformation potential tensors "‘5 Y in
the I' point is determined by the crystal spatial symmetry.*?
In particular, the components EICIV = :202V = E;V should
be equal and nonzero in the rhombohedral phase of the bulk
ferroelectric BiFeOs.

The band edge shift [Eq. (7)], induced by the inhomo-
geneous strains [Eq. (3)] via the deformation potential, and
electric potential variation [Eq. (6)] modulate the densities of

the free electrons and holes accumulated by the domain wall.
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The effect can be estimated in the Boltzmann approximation

as¥
AEf(X1)
“haT ) . (8

The value f =n for free electrons or f = p for holes
correspondingly; ng and pg are their equilibrium densities;
kg =1.3807 x 1072 J/K, and T is the absolute temperature.
Local band bending A E ;s are introduced as

AEj (%)) = FE]8i; (%) £ ep (%1). ©)

The upper signs correspond to the electrons (f = n), and

the bottom signs correspond to the holes (f = p). Allowing

for the possible Fermi level strain dependence,” Er(ii;;) =

E Fo(u )+ EF di;j, the “effective” deformation potentials are
1ntroduced in Eq (9) as

5 =87" & (10)

tj Sij

&)~ foeXP<

The exact strain dependence of AE ¢ is unknown for BiFeOs,
where the band structure is extremely complex and degener-
ated, and improper conductivity is typically of mixed p type.*®
Hence, below we explore both cases in Eq. (9) (the case
B ;= = 0 in comparison with E; ;é 0), since estimations for

the band-gap derivative d E,/ Bu, i ~20eV are available.*’ For
a diagonal effective deformation potential tensor considered
hereinafter, the convolution Eifjéﬁi ; gives E{ \8it11, allowing
for Eq. (3).

Equations (8) and (9) allow one to estimate quantitatively
the relative contributions of the deformation potential, elec-
trostriction, and flexoelectric coupling in the band bending,
carrier density variation, and static conductivity across un-
charged domain walls. Electrostriction coefficients and elastic
compliances are relatively well known for typical ferroelectrics
(see Table $33*). Numerical values of the deformation potential
tensor components are poorly known for ferroelectrics. Below

the estimation |:C V| ~ (5-20) eV is used, consistent with
47

experimental result for BiFeO3;"' and ab initio calculations
for SrTiO;.*® Flexoelectric coefficient values F;; can be
estimated as ~10~"" C~! m?® from experiment for SrTiO;*
and vary in the range (1-100) x 10~"" C~! m? for BaTiO3°
and F,’j ~ 300 x 10_” C_1 l’Il3 for szro_zTio'gOySl The
Kogan microscopic model>® gives F;; ~ 10~'' C~! m? for
all perovskites with lattice constant 0.4 nm. For BiFeOj;
with parent m3m symmetry, the nonzero components of the
flexoelectric tensor are Fy;, Fio, and Fyy.

Using the estimations for & "‘" and F;;, and BiFeO3 param-

eters from Table S3,3* in the next section we show that the
contributions of the flexoelectric coupling and deformation
potential in the uncharged domain wall conductivity are
comparable and can lead to an increase of the wall static
conductivity that ranges from one to three orders of magnitude.

III. CARRIER ACCUMULATION BY FLAT WALLS

The anisotropic nature of the carriers accumulation by
uncharged 180° domain walls follows from the strong depen-
dence of the flexoelectric and electrostriction coefficients on
the wall rotation angle . Angular dependencies of the local
band bending and hole density accumulated by 180° domain
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FIG. 3. (Color online) Anisotropic local band bending AE,(0)
[(a) and (b)] and holes density p(0)/po [(c) and (d)] angular
dependencies caused by nominally uncharged 180° domain walls
in rhombohedral multiferroic BiFeO; at room temperature, 293 K.
Black dotted curves are calculated without deformation potential
B/, = 0 and flexoelectric coupling F;; = 0. Solid curves are
calculated for different coefficients: Fj; = — 1.38 x 10~ C~! m?,
Fip=0.67 x 107" C' m’, Fyy =0.85x 107" C*' m* and E], =
0 (red solid curves); 2F;; and El'; = 21 eV (magenta solid curves);
3F;; and Efj =21 eV (blue solid curves). Dashed curves in the polar
plot (c) correspond to the negative AE,(%,). BiFeO3 parameters are

listed in Table S3.3*

walls in p-type BiFeO; are shown in Fig. 3 for different values
of flexoelectric coupling coefficients F;; and deformation
potential EZ For the case EZ =0and F;; = 0 (dotted curves),
a strong anisotropy originates from the angular dependence
of the electrostriction coefficients. The corresponding band
bending angular dependence is quasiharmonic, AE (X =
0) ~ Ejsin(3x). One can see from Fig. 3(a) that flexoelectric
coupling shifts the angular dependence as AE,(X; =0) ~
Eysin(3x) + 6 E, where the shift §E is proportional to the
coupling strength F;;. Band bending and hole density are
minimal at the angles « = 37 /6, 77 /6, 117 /6 and maximal
at the angles o = /6, 57/6, 97 /6. Bulk level AE, = 0 and
p = po correspond to the angles o = 0, 7/3, 27 /3 at Fj; =
0 and weakly shift the F;; increase. Modulation depth of the
carriers accumulation/depletion is about one to two orders of
magnitude depending on the F;; values. In particular, the hole
density at the wall can increase by a factor of 50 in comparison
with a bulk value at /. = 0 and F;; = 0 and by a factor
of 100 for realistic values of the flexoelectric coefficients
Fjy=—-138 x 10-1 ¢! m3, Fi, =0.67 x 10~ ¢! m3,
Fiu =0.85 x 107" C~' m? corresponding to SrTiO3* and
the effective deformation potential E{; = 21 eV estimated for

BiFeO; from experiment.*’” The accumulation effect appeared
relatively insensitive to the deformation potential value
(compare dotted black curves for Ef} = 0 with red curves for

El’; = 21 eV). The polar plot in Fig. 3(c) demonstrates a

PHYSICAL REVIEW B 86, 085315 (2012)

/ ()3\\ ()

(SN |
S W

0°

3]
N

S = N W

'
—_
'

N

D

30°,

'
[\
'

wn

(=

N
wn

Polarization Ps (uC/cm?)
=3

'
2

Polarization P, , (uC/em?)

2 -2
~ 0.15 0
< S 20
= > -
s 0.1 =)
2 ~ -40
£ 00y = &
= LN <
7] (30°). - S 80
L 0= 2
§ acj -100
m -0.05 -120
%‘ 150 300
E125 £100
£100 S50
3 >

75 Z
en =
[=]
S 50 S 10
= w5
[} [}
ﬁ 25 E
5 0 1
m

X, (nm)

% (nm)

FIG. 4. (Color online) %, profiles of polarization components P,
(a), P, (a), and P; (b); the elastic strain variation 8ii;; (c); potential
variation ¢ (d); band bending AE, (e); and carrier density p/po
(f) calculated across nominally uncharged 180° domain walls in
rhombohedral BiFeOs; for flexoelectric coupling coefficients Fy; =
—4.14 x 107" C'm?, Fj, =2.01 x 107" C!'m3, Fyy =2.55 x
107" €' m? and deformation potential E; = 21 eV (solid curves)
and for Ef} = 0 and F;; = 0 (dashed curves). Rotation angle o = 0°,
30° (labels near the curves), T = 293 K.

six-lobe structure, where three longer lobes (solid curves)
correspond to the positive band bending A E, and three smaller
lobes (dashed curves) correspond to the negative AE,. The
difference between sizes of “positive” and “negative” lobes
increases with the amplitude of the flexoelectric coupling
increase. The polar plot in Fig. 3(d) demonstrates a three-lobe
structure, where each lobe corresponds to the accumulation
of holes by the wall.

Polarization components, strain, potential, band bending,
and hole density X; profiles across the 180° domain wall

were calculated for EZ = 0 and F;; = 0 (shown by
the dashed curves in Fig. 4) and for El’; = 21 eV and
Fii=—414x 107" C ' m?, Fj =2.01 x 107" C! m?,

Fuy =2.55x 107" ¢! m3 (shown by the solid curves in
Fig. 4). The values F;; are three times higher than the ones for
SrTi03.*° Wall rotation angle « varied in the angular range
0-30°; the range corresponds to one-half of the first lobe
shown in Figs. 3(c) and 3(d). Figure 4(a) shows that the spatial
distributions of P; and P, are antisymmetric with respect to
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the wall plane ¥; = 0. For all cases, the P, value is at least 3
times higher than the P, one, since P, is not suppressed by
the depolarization field E,. The polarization component P
strongly depends on the angle o and the flexoelectric coupling
strength. It is seen from the Fig. 4(b) that polarization compo-
nent P; is almost independent on the angle « and flexoelectric
coupling value as anticipated from Table S2. The strain §ii
is dependent on the flexoelectric coupling, but its maximal
value is almost independent on the angle « [compare solid
and dashed curves in Fig. 4(c)]. Dependencies of potential ¢
on X; are bell shaped and symmetric with respect to the wall
plane ¥; = O [see Fig. 4(d)]. The contribution of the potential
term, eg, into the band bending AE, typically dominates
over the strain contribution Ef,8#,, [compare values and
profiles shape in Figs. 4(c)—4(e)]. Therefore, rather strong (up
to 50-300 times in comparison with the equilibrium value) the
accumulation of the free carriers by the 180° wall is governed
by the potential variation caused by the Neel component P;
[Fig. 4(f)]. Overall, the flexoelectric coupling contribution
induces and/or enhances the strain, potential variation, and
band bending maximal values, but the shape of the correspond-
ing ¥ profiles remains almost the same with the coupling
strength increase (compare the dashed and solid curves in
Figs. 4).

A detailed study of the carrier accumulation/depletion by
the 71° and 109° uncharged domain walls in BiFeO; was
performed in a way similar to that carried out for the 180°
domain walls. Representative results are shown in Figs. 5.
In contrast to the equilibrium 180° uncharged domain walls,
where the rotation angle « can be arbitrary, it is not the case for
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the 109° uncharged domain walls, where o = O (or 7r), and for
71° domain walls, where « = —m /4 (or 37 /4) in equilibrium
[compare Figs. 2(a) with 2(b) and 2(c)]. Maximum on the
X, profiles of holes density are located at the 109° and 71°
weakly charged domain walls [Figs. 5(a) and 5(d)]. In contrast
to the 180° walls, the flexoelectric coupling decreases the hole
accumulation effect for the 109° and 71° walls [compare solid
and dashed curves in Figs. 5(b) and 5(c)]. This is because the
potential variation e¢ has a positive sign across the walls [see
Figs. 5(b) and 5(d)] and so counteracts the hole accumulation
induced by the positive deformation potential term, E,8i;,
since &if;; > 0, as one can see from Figs. 5(c) and 5(e).
The resulting band bending, AE, = E7,8ii;; — eg, becomes
smaller than the value Ef 181l calculated without flexoelectric
coupling, since ¢ =0 for F;; = 0 [compare the solid and
dashed curves in Figs. 5(b) and 5(d)]. The width of potential
and strain maxima is about 1 nm. Thus, the charging of the
nominally uncharged walls originates from the flexoelectric
coupling that induces Neel component of polarization, Pp
which, in turn, induces a corresponding depolarization field
and potential variation.

Theoretical results presented in Figs. 3-5 are in good
agreement with the first-principles studies?' of ferroelectric
domain walls in BiFeOs, which showed that the band gap
narrows on the value 0.2, 0.1, and 0.05 eV at uncharged 180°,
109°, and 71° domain walls correspondingly.

One of the simplest ways to verify experimentally our
theoretical predictions for the 180° domain walls in BiFeO3
is to study the conductivity on the cylindrical domain walls
and its anisotropy. Cylindrical domains can be readily created

f 0.4
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FIG. 5. (Color online) %, profiles of hole density p/po [(a) and (c)], potential ¢ [(b) and (d)], and elastic strain §iiy; [(c) an (e)] variations
across the 109° [(a) and (c)] and 71° [(d) an (f)] nominally uncharged domain walls. Blue solid profiles are calculated for flexoelectric coupling
coefficients Fi; = —1.38 x 107" C™''m*, Fj; = 0.67 x 107" C™' m’, and Fyy = 0.85 x 10~"" C~' m’, deformation potential E/; = 21 eV,
and T = 293 K. Red dashed profiles are calculated without flexoelectric coupling (F;; = 0).
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FIG. 6. (Color online) (a) Schematic of the cylindrical domain.
Contour maps of the holes density p/po (b), elastic strain variation
du,, (c), and potential ¢ (d) across the cross section of 180° cylindrical
domain of radius R =10 nm. The cylinder axes z = ¥; coincide with
the [111] crystallographic direction. Parameters are the same as in
Fig. 5.

in BiFeO; and studied by use of scanning probe microscopy
methods, such as c-AFM and PFM.>?

IV. CARRIERS ACCUMULATION OF THE
CYLINDRICAL 180° DOMAIN WALL

Evolved analytical theory can be extended for the case of
a cylindrical domain. For the case where the domain radius
R is much higher than the correlation length L., we use the
method™ for the nonlinear LGD-type equation solution in
cylindrical geometry and derive relatively simple analytical
expressions for the band bending,

AE, (a,p—R) ~ E{\8up (@,p = R) —ep(a,p—R), (11)

where the polar radius p = /x% + y2 and polar angle a =
arccos(x/p) are introduced [see Fig. 6(a)]. Equation (11)
predicts that the holes density, strain, and potential spatial maps
have the pronounced ring feature located atradii |[p — R| = L.
as shown in Figs. 6(b)-6(d). Three bright regions on the
map in Fig. 6(b) correspond to the strong accumulation of
holes; three dark regions are depleted by the holes. The ring’s
behavior follows from the three- and six-lobe structures of the
density and band bending polar plots shown in Figs. 3(c) and
3(d). Hereafter, the static conductivity o (x,y) is regarded as
proportional to the free carrier density as o = ep,n + e, p,
where mobilities , , are treated as constants. Thus, the
bright regions on the map in Fig. 6(b) correspond to the
static conductivity enhancement; while the conductivity of
the dark regions is much smaller than the bulk one. Also,
it is worth noting that elastic strain ring du,, is almost
homogeneous without bright and dark regions [Fig. 6(c)],
while the potential ring has three dark and three bright regions,
where positions are inverted with respect to the hole’s density
ring [Fig. 6(d)]. The ring’s behavior can be explained from
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the fact that potential variation contribution e¢ dominates
over the strain contribution Ef|8u,, into the band bending,
AE, = Bf 8u,, — ep.

V. SUMMARY AND OUTCOMES

Using LGD theory, the analytical treatment of the
anisotropic carrier accumulation by nominally uncharged
domain walls in multiferroic BiFeO3 was developed. Obtained
results resolve some still outstanding issues in terms of
conductivity in oxide ferroelectrics. Theoretical results are in
qualitative agreement with current-AFM experiments, namely
that uncharged 180°, 109°, and 71° walls are indeed conducting
in BiFeO3.

The modeling results for anisotropic conductance around
cylindrical or ring-type domain structures is also in good
agreement with recent experimental investigations,”> where
anisotropic conductance was found around a ring domain
structure and attributed to polarization discontinuities and
associated migration of free carriers in the material to
compensate the bound charge. Though the conductivity was
found to be larger in the highly charged regions, significant
conductivity could also be found in areas where the bound
charge should have been close to zero.

Furthermore, it is now possible to explain some inconsis-
tencies in the reported experimental data on this topic. For
instance, the reported conductivity of 71° domain walls by
Farokhipoor et al.'* in very thin BFO films can be reconciled
by the fact that substrate-induced strain effects are likely
larger in those films and, therefore, can lead to significant
conductivity through mechanisms outlined above. In contrast,
thicker films with less dense domain structures show low
conductivity at 71° walls''>? presumably due to reduced
contributions to conductivity that arise from the secondary
strain-related effects.

The results presented here highlight that the effects of
the angle-dependent electrostriction tensor and flexoelectric
coupling-induced polarization cannot be neglected and cause
real, measurable increases to the static conductivity of domain
walls in ferroelectrics. Last, these studies suggest that mod-
ulation of conduction by writing circular domains should be
possible in a wide variety of standard ferroelectrics, where
charged domain walls are generally unstable due to high
electrostatic energy cost, thus expanding the suite of materials
for domain wall-based nanoelectronic applications.
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