Supplementary Information
Collective dipole effects in Ionic Transport under electric fields
N. Salles et al.
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Supplementary Figure 1. Reaction Enthalpy for oxygen defects migration in SiO;. (a) charged oxygen interstitial
(IZ7) and (b) charged oxygen vacancy (V5"). Each NEB is composed by nine intermediate frames between the initial and the
final configuration. The reaction path do not include a potential further relaxation due to the field. The magnitude of the
electric field is 0.001 Ry (3.6MV.cm ™), twice the typical field value in a OxRRAM with thickness of tens nanometers.
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Supplementary Figure 2. Enthalpy difference along the migration path, with and without the field. Two cases,
a charged -2 oxygen interstitial (1207) with electric field applied on Z direction and a charged +2 oxygen vacancy (V20+) with
electric field applied on —j direction as a function of the polarization work.
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Supplementary Figure 3. Detail of electronic and ionic contribution to the APy{;,. The MAis an oxygen (a) Ié_
and a silicon in (b) V3" case in SiO2 and in purple plus, their electronic 513;1“,(16 ¢ (green cross) and ionic 515;{,”7@ ¢ part (cyan
star) of vector § P, ¢ projected on the %) and their sum which correspond to the |6P1, ¢| (yellow square) for each picture I of
the NEB. A linear regression passing at origin is provided on the defect polarization evolution and we obtain a slope of -2.1

for 1207 and 3.3 for V2O+.

Q.P (Angs.e)

3 ‘ ‘ ‘ ‘ ‘ ‘
0 0.1 02 03 04 05 06 07 08 09 1

dya (Angs)

0.2

0.4

06 08 1 12 14

dya (Angs)

Supplementary Figure 4. Detail of electronic and ionic contribution to the environment polarization AP. .

The AP/, is in purple plus for the (a) 1207 and (b) \/'20+ case, their electronic §

pl
Pelec,env

(green cross) and ionic 5P7llon,env (cyan

star) part of vector §P.nv projected on the i and their sum which correspond to the |6Pgn\,\ (yellow square) for each picture

I of the NEB



SUPPLEMENTARY NOTE 1

Electric field effect on reaction path Enthalpies for
I,°@Si0, and V/°@SiO,

As a function of the electric field direction, Supplemen-
tary Figure 1, shows that the polarization work depends
on the angle between the polarization and the field, i.e.
the three possible directions for the electric field (x,y,z)
give different work contributions as the work if the scalar
product between the polarization and the field.

For an applied electric field along y and z of 3.6 MV
cm™!, the energy change at the saddle point is of about
+0.08 eV, for 152 and Vg2, respectively.

The variation of the reaction Enthalpy (the Enthalpy
difference at the saddle point, with and without the elec-
tric field) is, as expected, simply, the polarization work
from the initial configuration to the saddle point con-
figuration. Indeed, in Supplementary Figure 2, a linear
dependence with a slope equal to unity is obtained for
the relation between the enthalpy variation and the po-
larization work.

SUPPLEMENTARY NOTE 2
Moving Atom and Environment contributions

To disentangle the contributions coming from a spe-
cific Moving Atom (MA) from its moving environment
(env), and to numerically integrate the polarization work
integral, we proceed as follows. We first discretized the
reaction path into a series to frames (frame 1 is the initial
configuration). The total macroscopic polarization could
be written as:
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- J - J — oy o
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The sum over the infinitesimal polarization dP’ runs
from the initial configuration 1 to a given configuration
(point) J along the reaction path. The Born Effective
Charge (BEC) of the an atom 4, Z7 5 is defined as the
variation of the total polarization, § P,, with respect to
the variation of its positions, d7; g:

. Q P,

i,af =

(2)
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with © being the volume of the simulation box. The BEC
is, in general, a non-symmetric matrix.

Equation 2, can be exploited to define a macroscopic
and atom-related polarization variation along the reac-
tion path as a linear interpolation between two frames, I

BI+1,
and I + 1, dP,/y:
BI+1 _ Zx(I)  oI+1
APy = Zyr o - ATy s (3)
where , diy ) = 7l — 71 4 (I =0 would correspond to
the starting configuration).

Along the reaction path, the total atom-related macro-

scopic polarization, becomes:

I
APjia=) dPip4. (4)
J=1

From the MA polarization change, d131{4 4, for each frame
J, the environment contribution to the polarization can
be simply extracted as:

dP;

env

:dﬁJ_dﬁl{iAv (5)

and similarly for the total environment-related polariza-
tion, Aﬁelm).

To analyze the different contributions of the total
macroscopic polarization we define, for each frame, a ba-

sis! = {uﬁ,uﬂ_,ufx} uﬁ is defined as:

ﬁl _ CZ?MA , (6)
L

which is parallel to db,, (dt,, = Y24_, di’). In the
same way we define {ui} as the direction parallel to
Aﬁf_ obtained from AﬁHI as:

dP{ = dP’ — (dP’ - i) - af. (7)

The two first vectors define a plane which contains the
movement of MA and the polarization change of frame
J. The third one is taken as the perpendicular of this
plane through the cross product between the two first
basis vectors:

@l = A (8)

Therefore, the magnitude of the projected quantities
along @, accounts for their deviations with respect to
the plane defined by the total polarization change and
the MA movement.

Projecting on the basis U, the polarization part of
Equation 1 becomes:

1D {dPyia +dFz, | =
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If the projection along the MA displacement vector
carries the major part of the total macroscopic polariza-
tion, Equation 9 could be simplified as:

nv, ||

I
APT~ N (AP ay + AP, ) (10)
J=1

been dPy, 4, and dp’ »,| €ither positive or negative de-
pending on the sign of their respective projection along
UH.

SUPPLEMENTARY NOTE 3
Ionic and electronic contributions

Each polarization component can be further decom-
posed into ionic and electronic parts. If, from the
BEC tensor, the nuclear charge, Z*", (or pseudo-atom
charge in the context of pseudo-potential first-principle
approaches) of the MA is removed, the remaining charge
can be associated to the effective number of electrons
surrounding the MA:

Z&A,(m - Z?\?ITA(;OLB =
Q 6Pa ion * elec

= _Ola giens o= Ziflee (11
|€| 5TMA,,B MACap MA,ap ( )

where 6,5 is the Kroneker’s delta, Z/°" is ionic charge
of ion ¢, which is positively defined, and Zj, 4 .4 is the
BEC associated to the MA. The Greek letters are used
for the Cartesian axes indices. Therefore, the electronic
contribution to the total polarization variation, dPejec,a
could be calculated from:

eLec |€| * elLec
dPJMlA,a = Z ﬁZ]V[i!,aB'drMAﬁ' (12)
B

Consequently, dPeee can be find from:

env

dPglee = dPe'ec — dPyfe, (13)
and similarly for the ionic contribution.

Two different behaviors are observed for both the I?{
and the V&', see Supplementary Figures 3 (a) and (b),
and Figures ?? (a) and (b). For the I, case, ionic and
electronic parts contribute to the MA polarization with
opposite signs, being the electronic contribution slightly
higher. On the contrary, for the \/20+ case, only the ionic
part is relevant and accounts for almost the overall total
MA polarization. So, the nature of the moving charge
is in the first case electronic while in the second ionic,
as expected from the physico-chemistry of both mecha-
nisms.

On the environment side, Supplementary Figure 4 (a)
and (b), the behavior is opposite: mainly ionic in the
1207 case while slightly more electronic in the Vzo+ case.
Such alternating behaviors between the MA and environ-
ment macroscopic polarization are indications of compen-
sations between the species.



