@ magnetochemistry

Article

Theory of Chiral Electrodeposition by Micro-Nano-Vortexes
under a Vertical Magnetic Field-2: Chiral Three-Dimensional
(3D) Nucleation by Nano-Vortexes

Ryoichi Morimoto 1,#( Miki Miura 2, Atsushi Sugiyama 3 Makoto Miura 4, Yoshinobu Oshikiri ?, Iwao Mogi ®,
Yusuke Yamauchi 7% and Ryoichi Aogaki **

check for
updates

Citation: Morimoto, R.; Miura, M.;
Sugiyama, A.; Miura, M.; Oshikiri, Y.;
Mogi, I.; Yamauchi, Y.; Aogaki, R.
Theory of Chiral Electrodeposition by
Micro-Nano-Vortexes under a Vertical
Magnetic Field-2: Chiral Three-
Dimensional (3D) Nucleation by
Nano-Vortexes. Magnetochemistry
2024, 10, 25. https://doi.org/
10.3390/ magnetochemistry10040025

Academic Editors: Evgeny Katz and

Anne-Lise Daltin

Received: 13 February 2024
Revised: 27 March 2024
Accepted: 28 March 2024
Published: 31 March 2024

Copyright: © 2024 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

Saitama Industrial Technology Center, 3-12-18, Kamiaoki, Kawaguchi 333-0844, Japan

Polytechnic Center Kimitsu, 428, Sakata, Kimitsu 299-1142, Japan; miki3@mug.biglobe.ne.jp

3 R&D Division, Yoshino Denka Kogyo, Inc., 1-2, Asahi, Yoshikawa 342-0008, Japan;
a.sugiyama@yoshinodenka.com

Architectural Construction Systems Technology, Tohoku Polytechnic College, 26, Tsukidate Hagisawa
Dobashi, Kurihara 987-2223, Japan; miura.makoto@tohoku-pc.ac.jp

Department of Architectural and Environmental Engineering, Yamagata College of Industry and Technology,
2-2-1, Matsuei, Yamagata 990-2473, Japan; oshikiri@yamagata-cit.ac.jp

6 [Institute for Materials Research, Tohoku University, 2-1-1, Katahira, Aoba-ku, Sendai 980-8577, Japan;
iwao.mogi.d4@tohoku.ac.jp

Australian Institute for Bioengineering and Nanotechnology (AIBN), The University of Queensland,
Brisbane, QLD 4072, Australia; y.yamauchi@ug.edu.au

Department of Materials Process Engineering, Graduate School of Engineering, Nagoya University, Furo-cho,
Chikusa-ku, Nagoya 464-8603, Japan

Department of Product Design, Polytechnic University, 2-20-12-1304, Ryogoku, Sumida-ku,

Tokyo 130-0026, Japan

*  Correspondence: morimotoryoichi@mbn.nifty.com (R.M.); ryoaochan@aol.com (R.A.)

Abstract: The contributions of magnetohydrodynamic (MHD) vortexes to chiral electrodeposition
in a vertical magnetic field were theoretically examined based on the three-generation model of
the 2D nucleus, 3D nucleus, and screw dislocation; for the vortexes to rotate in the second and
third-generation, the kinematic viscosity must be at least 10718 and 10739 times lower than the
ordinary value in the first generation, i.e., almost equal to zero. This implies that the ionic vacancy
created on the electrode surface works as an atomic-scale lubricant. At the same time, the vortexes
played three roles: promotion and suppression of nucleation, and transport of the chirality from the
upper generation to the lower generation through precessional motion. Then, the rule of the chirality
transfer was established, and finally, the relationship between the chiral activity and magnetic field
was clarified in the presence and absence of chloride ions.

Keywords: chirality; chiral electrodeposition; magnetic field; nucleation; micro-MHD vortex; nano-
MHD vortex

1. Introduction

In an electrode reaction under a vertical magnetic field, a tornado-like macroscopic
rotation called vertical magnetohydrodynamic (MHD) flow (VMHDF) appears on a disk
electrode (vertical MHD electrode (VMHDE)). On the electrode surface under a VMHDEF,
numerous microscopic vortexes called micro- and nano-MHD flows are formed, accompa-
nied by the rotations of microbubble clusters originating from ionic vacancies produced by
electrode reactions [1-3].

Ionic vacancies are created for conserving the linear momentum and electricity in
the electron transfer of an electrode reaction, and initial naked vacancies, i.e., embryo
vacancies, are formed in a free space [4,5]. Charged particles such as embryo vacancies
are energetically unstable in a solvent, so they are quickly solvated by emitting solvation
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energy and enveloped by ionic clouds. Using the energy, ionic vacancies make their cores
become enlarged, so the solvation energy is stored in them without entropy production. As
shown in Figure 1, a vacancy core of about 0.1 nm is composed of a free space surrounded
by polarized solvent molecules. An ionic vacancy migrates among solvent molecules by
repeating shrinking and expanding reversibly without entropy production. This means
that an ionic vacancy does not interact with surrounding solvent molecules, working as
an atomic-scale lubricant. In other words, there is no energy dispersion in this diffusional
motion. This is experimentally validated because the natural lifetime of an ionic vacancy
is about 1 s [6,7], which is extraordinarily long compared with the collision frequency
of solvent molecules of 107! s. Therefore, a vacancy layer formed under a VMHDF is
expected to have superfluidity similar to that of liquid helium.
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Figure 1. Solvated ionic vacancies. (a) Negative vacancy. (b) Positive vacancy. H: proton; O: oxygen
atom; 61 and 6~ : partial polarized charges of water molecules surrounding the free spaces; &: cation;
©: anion.

Copper electrodeposition under a vertical magnetic field gives rise to chiral screw
dislocations with remarkable chiral activity caused by a VMHDF [1]. However, for the
formation of chiral screw dislocations of the order of 0.1 nm from a VMHDF with a diameter
of 1 cm, size control over eight figures was directly required, which seemed impossible. To
solve such a difficulty, the three-generation model of chiral screw dislocation was proposed
in Part 1 [1]; chiral two-dimensional (2D) nuclei arise from chiral vortexes of micro-MHD
flows (~0.1 mm) as the first generation, then chiral three-dimensional (3D) nuclei are formed
by chiral vortexes of nano-MHD flows (~0.1 um) as the second generation, and finally,
chiral screw dislocations are created by chiral ultra-micro vortexes (~0.1 nm) as the third
generation. As shown in Figure 2, all three steps constitute a nesting box structure. The
validity of this model was proven by the fact that a measure of the chiral activity, i.e., the
enantiomeric excess (ee) ratio, cannot exceed a limiting value of 0.125 [1].
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2D Nucleation (~0.1 mm)

3D Nucleation (~0.1 um)

Screw Dislocation (~0.1 nm)

—
Figure 2. The three-generation model of chiral screw dislocation in a nesting box structure [1]. B,
magnetic flux density.

Chiral vortexes in each generation are, as shown in Figure 3a, produced by a two-layer
system; the upper layer rotates around a vertical axis, driven by the bottom of a vortex on
a rigid-surface nucleus of the upper generation, which, in the present second generation,
corresponds to the bottom of the micro-MHD vortex on a rigid-surface of the 2D nucleus. In
contrast, the lower layer is kept stationary by the pinning effect of the frictions of the rigid-
surface vortexes, i.e., nano-MHD vortexes on the rigid-surface 3D nuclei. The lower-layer
vortexes are reproduced with the same rotations as the upper-layer vortexes through the
boundary between the two layers. Some upper-layer vortexes revolve with the upper layer,
receiving precession from the upper-layer rotation. Such precessional motion transfers back
to the vortexes in the lower layer. As a whole, they form a positive feedback cycle between
the two layers.
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Figure 3. The two-layer system for chirality transfer and two kinds of nano-MHD vortexes formed on
the electrode surface. (a) Chiral transfer from the upper-layer vortex of the upper generation to the
lower-layer vortexes of the lower generation. An unstable case in an upward magnetic field. (b) An
upward free-surface vortex (FV). (¢) A downward rigid-surface vortex (RV). (d) Pair formation of
upward anticlockwise (ACW) and downward clockwise (CW) vortexes. I: rotating upper layer; II:
stationary lower layer; III: electrode; light-blue sphere: ionic vacancy.

Here, the vortexes in the lower layer are composed of a pair of vortexes with rigid and
free surfaces, which, due to local linear momentum conservation, correspond to downward
and upward flows, respectively. As shown in Figure 3b,c, an upward flow gathers ionic
vacancies produced at the electrode, making a free surface covered with ionic vacancies
without friction, whereas a downward flow blows off the ionic vacancies, exposing a bare
surface with friction. At the same time, due to the continuity of vortexes, i.e., the local
conservation of angular momentum, they have anticlockwise (ACW) and clockwise (CW)
rotations, and vice versa. Figure 3d represents the case of upward (free-surface) ACW and
downward (rigid-surface) CW vortexes.

Which vortexes, ACW or CW, receive the precession depends on whether they are
unstable or not; if they are unstable, the vortex without friction on the free surface develops
faster than the vortex with friction on the rigid surface, so the free-surface vortex (FV) will
receive the precession. The rigid-surface vortex (RV) subordinately rotates in the opposite
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direction. On the contrary, when they are stable, though the vortex without friction on the
free surface quickly disappears, due to friction, the vortex on the rigid surface dwindles
more slowly. This time, the rigid surface vortex will gain the precessional motion. The
chirality transfer of the vortexes between the two layers shown in Figure 3a represents the
unstable case under an upward magnetic field, i.e., the ACW rotation of the upper-layer
provided by a rigid-surface micro-MHD vortex transfers to a free-surface nano-MHD vortex
in the lower layer, so a rigid-surface nano-MHD vortex obtains a CW rotation, forming a
CW 3D nucleus of the second generation.

As discussed above, chiral nuclei of the lower generation are created by the rigid-
surface vortexes of the same generation under a rigid-surface vortex of the upper generation.
Namely, chirality transfers from the upper generation to the lower generation through
rigid-surface vortexes. Under the free-surface vortexes, the nucleation proceeds with the
revolution of the vacancy layer on the electrode surface, so that no chiral nuclei emerge due
to the lack of relative rotation. In the unstable case, the chiral rotations of the rigid-surface
vortexes of the upper generation are transferred to the free-surface vortexes of the lower
generation. However, the chirality of the lower-generation nucleus is determined by the
rigid-surface vortex of the same generation, so the chirality is changed. On the contrary, in
the stable case, the chirality of the rigid-surface vortexes of the upper generation directly
transfers to the rigid-surface ones of the lower generation, i.e., the chirality is preserved.

In chiral deposition, vortexes in various scales play important roles. Here, we come
up against a serious problem; the smaller the vortex is, the more difficult it is to rotate. In
short, much smaller vortexes cannot exist due to increasing effective viscosity. However,
fortunately, since ionic vacancies work as atomic-scale lubricants and form a vacancy layer
with a thickness of around 1 pm, 3D nuclei with a size of about 0.1 um are prepared by
rigid-surface nano-MHD vortexes in a liquid with extremely low viscosity. As will be
discussed later, theoretical calculation allows us to expect that the vortexes over 3D nuclei
can rotate in a liquid with a kinematic viscosity less than 1078 m? s~1, which is 10712 times
smaller than the ordinary one (~107 m? s~1). This means that the ultra-micro vortexes for
chiral screw dislocations require almost zero viscosity.

Chiral magnetoelectrodeposition was first found by Mogi [8]; he and his coworkers
have been experimentally clarifying the various aspects of the chirality evolution under
magnetic fields [9-21], e.g., the dependence on magnetic field intensity, the effect on the
presence and absence of chloride ions, and even the application in rotating systems. Based
on these experimental results, in this paper, we theoretically examine the mechanism
through which chiral activity arises from the various microscopic vortexes under a vertical
magnetic field. As for magneto-electrochemistry, for about five decades, many researchers
have been making great efforts to establish its foundations; electrode reactions under
magnetic fields inevitably induce Lorentz forces, leading to many characteristic applications.
For example, in calorimetry experiments, it is critically important to keep an experimental
system iso-thermal. In this point, magneto-electrochemistry has a great advantage because
the Lorentz force induces an MHD flow, in which mixing motion easily accomplishes
a uniform distribution of temperature. Recently, using an electrode with a rectangular
channel for an MHD flow called an MHD electrode, we succeeded in measuring the excess
heat arising from the pair annihilation of ionic vacancies with opposite charges created
at the cathode and anode [22-24]. The measured heat amounts were in good agreement
with the theoretical calculation. In those cases, the Lorentz force not only mixes the ionic
vacancies but also guides them to collision.

Several useful tools have been also developed for reaction analyses in magnetic
fields [25-32]. Fahidy commented that an MHD flow decreases the thickness of a dif-
fusion layer, enhancing mass transfer in an electrode reaction [29-31]. Olivier theoreti-
cally examined the MHD effect on microelectrodes [32-35] and conducted electrochemical
impedance spectroscopy in a magnetic field [36,37]. White studied the MHD flow of ultra-
micro-disk-electrodes in non-aqueous systems containing organic reactants [38-40]. Using
flow visualization techniques in a magnetic field, Mutschke and co-workers examined
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electrodeposition in cuboid cells under magnetic fields accompanied by 3D convections
affected by a gravitational field, which were compared with numerical simulations [41,42].
The contributions of the MHD flow to the phase compositions of composite metals have
been investigated by many researchers (Oliver, Alemany, Daltin, Chopart, Hinds, Coey,
and Zabinski) [43-51]. As a remarkable magneto-electrochemical effect, we can cite the
magneto-convection by the gradient field force under a heterogeneous magnetic field,
which promotes the mass transfer process in an electrode reaction [52-54]. Tschulik, Uhle-
mann, and Mutshchke, as well as Dunne and Coey, clarified that a superimposed Lorentz
force donates more complicated effects to deposit patterns and compositions [55-59]. As
mentioned above, effective MHD flows under parallel magnetic fields are provided by the
MHD electrode (MHDE) [60-62]. The velocity and concentration distributions of the elec-
trode are expressed by simple equations of velocity and the limiting diffusion current. As
Fahidy said, the agreement between the theory and the experimental result is excellent [29].
In recent days, various studies on the transport of microscopic materials in solutions
by using MHD forces have been reported. Kuhn et al. proposed an efficient alternative
mechanism with which to power self-electrophoretic Mg /Pt Janus swimmers based on
the Lorentz force and designed a self-propelled bimetallic Janus rotor and a wireless
magnetoelectrochemical rotor [63-65]. Celzard et al. proposed self-propelled particles
based on the MHD acceleration of the surrounding fluid [66]. Fritsch et al. designed analysis
systems with microfluidics based on the redox MHD concept and proposed a method for
combining dark-field microscopy with self-contained redox MHD microfluidics to facilitate
single-particle analysis in mixtures of dispersion single-nanoparticle populations [67,68].
In the present paper, we first examine the similarity of the various MHD vortexes in
the three generations, and derive the relationship between the representative length and
the kinematic viscosity, determining the effective values of viscosity in each generation.
Then, we establish the instability equations of 3D nucleation under nano-MHD vortexes
in the second generation. Finally, using the equations, we present a general method to
determine the chirality under a VMHDF in the absence and presence of chloride ions.

2. Theory

Briefly, 3D nuclei grow on a 2D nucleus formed in an electric double layer, developing
the diffusion layer outside the electric double layer [69-71]. As the reaction proceeds, the
physical quantities concerned change, approximately expressed by symmetrical fluctua-
tions, i.e., changes around their average values [71].

For example, the concentration fluctuation of the metallic ion is defined by the following:

em(%,y,2,1)° = Cm(x,y,2,t) — (Cm(x,y,2,1)) 1)

“"_
S

where superscript “s” implies a symmetrical fluctuation. Ciy (%, y,2,t) and (Cm(x,y,2,t))
are the molar concentration and its average value, respectively. The sign “( )” means the
average over the electrode surface. As shown in Figure 4a, at the equilibrium potential,
E = Eeq, the concentration itself and the concentration gradient fluctuate toward the posi-
tive and negative sides of their equilibrium values. However, when the electrode potential
deviates to a cathodic direction, E < Eeq, as shown in Figure 4b, the electrodeposition pro-
ceeds on 3D nuclei and they one-sidedly fluctuate. Only negative and positive components
of the fluctuations survive. This means that in a non-equilibrium state, either side of the
amplitude of the equilibrium fluctuation is cut off, which depends on whether the cathodic
or anodic phase cutting of symmetrical fluctuations occurs. The phase cutting is, as will be
shown later in computer graphics, important for creating a cut surface on the 3D nucleus
without roughening via diffusion.
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Figure 4. Schematics of symmetrical concentration fluctuation and its gradient fluctuation of deposit
metal ion. (a) Both-sided fluctuations at the equilibrium potential, E = Eeq. (b) One-sided fluctuations
at a cathodic overpotential, E < Eeq. tm®: symmetrical concentration fluctuation at the electrode
surface; (dcm®/9z) ,—o: Symmetrical concentration gradient fluctuation at the electrode surface.

As for vortexes, as exhibited in Figure 3, vortexes having downward and upward
flows correspond to rigid- and free-surface vortexes, respectively. That is, the signs of the
z-components of the velocities of the rigid- and free-surface vortexes are fixed as w; < 0
and w; > 0, respectively, where the subscripts “r” and “t” indicate rigid- and free-surfaces.
Figure 3d indicates that to conserve the local angular momentum, a pair of vortexes with
upward and downward flows rotate in opposite directions to each other, which means
that the z- components of the vorticities of a vortex pair must have different signs, w3 , <0
and w;; > 0 or w; . > 0 and w} ; < 0. Adopting a right-handed system with an upward
magnetlc field, we can define the negative and positive z-components of the vorticities as
CW and ACW rotations. As a result, as shown in Figure 5, the vortexes in the lower layer
are simply classified into two sets, where the phase-cutting quantities in the x-direction are
schematically exhibited.
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Figure 5. Two sets of the nano-MHD vortex pairs formed on the rigid and free surfaces. (a) Clockwise
(CW)-anticlockwise (ACW) vortex pair. (b) ACW-CW vortex pair. RV: rigid-surface vortex, FV:
free-surface vortex. wi: z-velocity component of the RV, vy} ,: z-vorticity component of the RV, wg:

z-velocity component of the FV, &} : z-vorticity component of the FV.
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2.1. Similarity of the MHD Vortexes in the Three Generations
2.1.1. Vorticity Coefficient Functions (VCF)

The motion of MHD vortexes under a VMHDF is described by the vorticity coefficient
function (VCF) established in Part 1 [1], which works as the characteristic function of
the lower generation vortexes, controlling vortex instability. Using the functions, we
can examine the similarity of each generation of vortexes. From now on, for similarity,
we use the nondimensional wavenumber as “a” without superscript a and s, implying
asymmetrical and symmetrical fluctuations in the first and second generations.

For rigid-surface vortexes, we have the three-generation functions:

fi(a) = 16Q%g,(a)
r - 16Q*ig5(a) —i—R*iS*iT*i*lg(,({l)

for i = 1st,2nd and 3rd (2)

The function is expressed by the ratio of the torque component from the Lorentz force
to the total torque of the vortexes. Here, the coefficients S*, T*!, Q* and R* are defined by
the following:

) i
s = Bp‘ﬁ (3a)
T4 = ZQ.d forj =non,aand s (3b)
o 0B
Q'=—0— 0 (3¢)
and
i2
R* = Lgi (>0) (3d)

where for i = 1st, v' denotes the ordinary kinematic viscosity of the electrolyte solution
(' =~ 10~% m2 s’l), and for i = 2nd and 3rd, v* denotes the effective kinematic viscosity of
a vacancy layer formed on the electrode. As has been discussed in the introduction, due to

atomic-scale lubricants, for ionic vacancies, the value greatly decreases down to zero. Qs
the representative angular velocity of the rigid-surface vortexes of the upper generation,
i.e.,, j = non, a and s indicate VMHDE, micro-MHD vortexes, and nano-MHD vortexes,
respectively. By is the external magnetic flux density, Ly, is the concentration gradient,
and Dy, is the diffusion coefficient of metallic ions. ¢ is the electric conductivity, p is the
solution density, and d! is the representative length of the i-generation.

Then, from Part 1 [1], g,(a), gs(a) and g, (a) are given by the following:

g,(a) =a* (sinh2 a-+ az) (4a)

g5(a) = a* (sinha + a2 (4b)

8¢(a) = zmFDpe" [ZQ*iaz{Scosh a+2asinha+ (1+a)e’} + dizT*iz(l +a)(3sinh a + 2a cosh a +a e”)] (4¢)

where zp, is the charge number of the deposit ion, and F is the Faraday constant.
For free-surface vortexes, we obtain the following:

i) — 16Q*'g, (a)
fi(a) = 5
f(a) 16Q*ig2(a) —l—R*iS*iT*iilg‘g({Z) ( )

where g, (1), g,(a) and g5 (a) are given by the following:

g,(a) = a®(sinh a cosh a + a) (6a)
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g,(a) = a*(sinh a cosh a + a) (6b)
g4(a) = zmFDme” {2Q*ia (5sinh a + 2a cosh a) + dizT*iz(&:osh a + 2a sinh tz)} (6¢)

The vortex rotations are controlled by the second terms of the denominators of
Equations (2) and (5) arising from the precession by an upper-generation rigid-surface
vortex, and the similarity of the vortexes of the three generations depends on the represen-
tative length, d!, and the kinematic viscosity, vl

In the following, to examine chiral similarity, we extract d' and v' from
Equations (2) and (5). For simplicity, except for the sign, the angular velocity of the

upper-generation rigid-surface vortex, o , is equalized to that of a VMHDEF, ﬁj =Q. Then,
the following parameters are rewritten as follows:

g — grgl (7a)
TH — Tl (7b)
0" = Q*digl (70)
R = R*di” (7d)
where &l is defined by .
g =2 7e)

and the parameters 5*, T*, Q* and R* are defined by

S*=—= (8a)
P
T* =20 (8b)
O-*BOZ
Q= (8¢)
P
R* = [L)m (8d)

Therefore, we obtain the relationship:

1

RASHTH ! = RrgrTe g 9)

For rigid-surface vortexes, the function controlling vortex rotations g (a) is expressed
by the following:
N . ) .\ 2
g, (a) = zZmFDme” |2Q hme (a)d'E! + T *hpr (a) (dlal) } (10)

The function hye(a) corresponds to the torque component of the rigid-surface MHD
vortexes activated by the applied magnetic field, whereas hy;(a) is the torque component
of the precession from the upper-generation rigid-surface MHD vortexes.

hme(a) = a?{5cosh a + 2a sinh a 4 (1 +a)e"} (11a)

and
hpr(a) = (1+a)(3sinh a4 2a cosh a +a e”) (11b)

As a result, the function in Equation (2) is rewritten as follows:

_ 16Q*g,(a) _
16Q%gs(a) + R*S*T*~1g,(a)'

fi(a) (12)
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Namely, the similarity of vortex rotations between the three generations is concen-
trated to g, (a)', which determines the lower-generation vortex motion, expressed by the
following:

%,(2)' = znFDpe" [ZQ*hmr(a)diz + T hpe(a) (di4 /ui)} (13)

As d' decreases with lower generations, Equation (13) reveals that the contribution
from the magnetic activation of the vortexes also decreases. To maintain a similar vortex

motion though decreasing di, ?g6(a)i in Equation (12) must therefore be kept in the same
function form, i.e., the value of dit /v must be almost the same in any generation.

For free-surface vortexes, the function of the vortex rotation, g,(a), in Equation (6c) is
expressed as follows:

83(2) = ZmFDme" | 2Q hng(a)d'E' + T hpg(a) (diai)z} (14)

The function hy,¢(a) is the magnetic field component of the free-surface vortex torque,
and hy¢(a) is the precession component. Namely, we have the following:

hy¢(a) = a (5sinh a + 2a cosh a) (15a)
and
hp¢(a) = 3cosh a +2a sinh a (15b)
As a result, the function in Equation (5) is rewritten as follows:
; 16Q*g, (a
fi(a) = 81(%) (16)

16Q*g, (a) + R*S*T*~1g,(a)’

In the same way as Equation (13), the similarity is concentrated to g (a)i, ie.,
~ i % 2 +2 4
85(a)! = zmFDpe” [2Q hung(a)d'” + T *hpg(a) (dl /1/1)} (17)

For free-surface vortexes to keep the similarity, the term di* /v must be almost the
same in all generations. The characteristic functions, VCFs of the MHD vortexes in
Equations (12) and (16), indicate the ratio of the Lorentz force-torque component to the
total torque. The total torques of the denominators in Equations (12) and (16) are composed
of Lorentz force torque and induced vortex torques. Concerning the vortex torques, as
shown in Equations (13) and (17), the MHD vortexes are induced via magnetic activation
and the precession by the rotation of the upper-generation rigid-surface MHD vortex.

The induced vortex-torque component on the rigid surface with friction is larger than
that on the free surface without friction. Namely, we have the following relationship:

This relationship leads to the difference between the rigid- and free-surface vortex motion.

2.1.2. Occurrence of Chiral Symmetry

The induced vortex torques change the sign depending on the rotational direction
of the upper-generation rigid-surface vortex, (), which is more generally expressed by
BoQ > 0 for a right-handed system and ByQ) < 0 for a left-handed system. Namely, because

the term S*T*~! is proportional to BoQ l, the functions in Equations (12) and (16) are
continuous for wavenumber 4 for the right-handed system, By() > 0, whereas they have
singular points of a for the left-handed system, BoQ2 < 0.
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However, considering the case where the induced vortex torques are dominant over
the Lorentz force torque, we can make the singular point disappear. Equations (12) and (16)
are therefore expressed as follows:

- 16Q*
fio) ~ o Balt) (19)
R*S*T* 1 (a)
and 160"
o) ~ o8l (20)
R*S*T*15,(a)
Therefore, for the right-handed system, we obtain
fi(a) > 0and fi(a) > 0 (21a)
and for the left-handed system, we obtain
fi(a) < 0and fi(a) <0 (21b)
From Equation (18), the following relationship is satisfied:
fia)] <) (21¢)

2.1.3. Conservation of Chiral Vortex Motion in the Three Generations

The representative length, d!, decreases with each generation. Under a constant
kinematic viscosity, v, in Equations (13) and (17), the induced vortex torque compo-
nents R*S*T*~1g, (a)' and R*S*T*~1g,(a)" converge to zero with decreasing d'. This is
because the effective viscosity increases with decreasing representative length. Actually, in
Equations (12) and (16), under a constant Vi, as dl approaches zero, we have

i 16Q%g,(a) _
fi(a) — m =a (22a)
and
fi(a) = 16Q°g(a) _ (22b)
f 16Q*g,(a)

These results indicate that at the lower limit of di, as will be shown later, the induced
vortexes vanish.
In Equations (13) and (17), the induced vortex torque components are further separated

o . . 1 2 4,
by the magnetic activation and precession components, which decrease with 4~ and d'" /v,
respectively. For the induced vortexes to survive though decreasing d', the kinematic
ST . . 4
viscosity, V', must also decrease in proportion to d" .
In the case of the first-generation (i = 1st), for d = 10~* m, an ordinary value for
kinematic viscosity, v! 2 107® m? s~! is assumed, so we have the following:

it
o ~ 10" 1%m3s (23)

According to this situation, in the second-generation (i = 2nd) of 4! = 10~7 m, assum-
ing 11 ~ 10718 m? s~1, we obtain d* /vi ~ 1071 m? 5. In the third generation (i = 3rd) of
dt = 10719 m, with ! ~ 10739 m2 s~1, we derive the same value of ¢7li4/1/i ~10719m?2s. As
shown here, the actual high chiral activity obtained via copper deposition strongly requires
a non-viscous vacancy layer to be formed on the electrode. In Figure 6, the VCFs in the
three generations are plotted against the nondimensional wavenumber, a. As discussed
in Equations (21a) and (21b), for the right-handed system, the VCFs take positive values,
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whereas the VCFs of the left-handed system become negative. Then, as pointed out in
Equation (21c), the absolute value of the VCF on the free surface is larger than that of the
VCEF on the rigid surface. Under the present condition of Equation (23), the VCFs of the
second and third generations are consistent with each other.

1.0 0.0

. 20
’g —~

= = 40
S G
= =

-6.0

-8.0

0.0 1.0 2.0
a a

(a) (b)

Figure 6. Vorticity coefficient functions (VCFs) in the three generations under condition
d* /i =10710 m? s, (a) For the right-handed system. A: the 1st generation. Blue solid line:
fr(a); blue break line: f¢(a). B: the 2nd and 3rd generations. Red solid line: f;(a); red break
line: f¢(a). (b) For the left-handed system. C: the 1st generation. Blue solid line: f;(a);
blue break line: f¢(a). D: the 2nd and 3rd generations. Red solid line: f;(a); red break line:
fr(a). Here, f;(a) and ff(a) in the 3rd generation are consistent with f;(a) and ff(a) in the
2nd generation. Calculation data: for the 1st generation, d=10"%*m and ' =107 m? s~ L; for
the 2nd generation, d'=10""m and v =108 m? s71; and for the 3rd generation, d=10"10m
and v'=10"¥m2s" 1. Other data: By=5T, O=628s"1, (5.)=36x10"*m, zyn = 2,
D =6.0 x 10719 m? s, C,(z = c0) =50.0 mol m~3, F = 96,485 C mol !, R = 0.8312] K~ mol 1,
T=300K,p=1.073 x 103kgm~3,and c* =10.0 Q"' m~1.

2.2. Characteristic Equations of 3D Nucleation under Nano-MHD Vortexes

In the second generation, the characteristic equations of 3D nucleation under nano-
MHD vortexes control the instability of the 3D nucleation and nano-MHD vortexes, which
are, as will be mentioned later, described by the characteristic equation of 3D nucleation in a
stationary solution multiplied by the VCFs of the rigid-surface and free-surface nano-MHD
vortexes. Therefore, we first examine the 3D nucleation in a stationary solution.

2.2.1. Surface Height Equation in 3D Nucleation

In Figure 7, the 3D nucleation process on the surface of a 2D nucleus in a stationary
solution is exhibited. Assuming that the mass transfer is rate-determining, we will treat
the electron transfer process in a quasi-equilibrium state. The mass balance between the

—s
adatoms and the metallic ions comes from the mass flux density, j 4., of the metallic ion
8
from the solution phase to the electrode surface, the mass flux density of the adatom, j .,
S

4)
by the surface diffusion and the mass flux density, j ;.., of the adatom by the incorporation
into the crystal lattice [72-75].

_, =S _, =S

0 s e ; ;
&Cad(x'yl t) +V- Jsarf = " ] flux — " Jinc (24)

s . . =
where c,q(x,y,t)” denotes the symmetrical fluctuation of the adatom concentration, n is
the unit normal vector of the electrode surface, and V | is defined by (d/0x,9/9y).
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Figure 7. The 3D nucleation process on the surface of the 2D nucleus in a stationary solution [71].

Using the surface diffusion coefficient, D,q4, and the equilibrium surface concentration
of the adatom, C};, we can write the mass flux density of the adatom along the surface
as follows: "

D d ~x%
] surf = _T}Cadvl¢(x/yl t)s (25)

where R and T are the universal gas constant and absolute temperature, respectively.
P(x,y,t)° expresses the fluctuation of the chemical potential of the adatoms by the change
in surface height, i.e.,
s _ * 2 S
lp(x’y’ t) - —Qm’Y VL g(xry/ t) (26)

where V J_z =09%2/0x% + 9%/ Byz, O is the molar volume of the depositing metal, v* is the
isotropic surface free energy, and {(x,v,t)° is the surface height fluctuation of the deposit
surface. The flux density of the metallic ion at the interface is given as follows:

— 78

n'jflux = Dm{ﬁ'vcﬁ'l(x'y'zl t)s} (27)

where V indicates (0/0x,9/9y,0/0z). The sign of the flux density is defined as a plus sign
in the case of deposition.

Finally, the surface deformation rate is determined by the deposition rate and mass
flux density of the adatom as follows:

d 0 - 8
SiCE 0 = O S+ 7 o} 2
The substitution of Equations (25) to (28) into Equation (24) leads to the surface-height

equation.

a3ty t)° = —Omy R? CiaV ' (xy,t)° + Dm{Z-ch(x, Y, z,t)s} (29)
m

where V | 4 represents (92/9x2 + 92/ ayz)z.

2.2.2. Electrochemical Boundary Conditions

As has been discussed above, the electron transfer is assumed to be in quasi-equilibrium.

M(ad) &= M*(IHP) 4 zme ™ (metal) (30)
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where M(ad) and M*™ (IHP) are the adatom and the metallic ion at the inner Helmholtz
plane (IHP), respectively. e~ (metal) is a free electron in the electrode, and zp, is the charge
number of the metallic ion.

According to Equation (30), their chemical and electrochemical potentials are related
to the following;:

Had (X, Y, 1) = U (%, 1, 3 1) + Zm i (X, Y, 1) (31)

where 1,4 is the chemical potential of the adatoms, 7, is the electrochemical potential
of the metallic ions, and 7, is the electrochemical potential of the electrons. * denotes
Z(x,y,t)°, i.e., the surface height fluctuation via 3D nucleation.

Here, if a minute projection by the electrodeposition accidentally happens in the
diffusion layer, the concentration of the metallic ions fluctuates around it, as expressed
by Equation (1). The fluctuation of the free electrons in the metal phase is neglected due
to their large mobility in light speed, so the fluctuation of the chemical potential of the
adatoms is expressed by the fluctuation of the electrochemical potential of the metallic ions.

Sptad (X, y, 1)° = 81, (x,y, 3%, 1)° (32)

At the top of the projection, the chemical potential of the adatoms also fluctuates
according to Equation (26):

Sptaa (¥, v, 1)° = ¢(x,y,1)° (33)

On the other hand, the fluctuation of the electrochemical potential of the metallic ions
induces the fluctuation of the concentration overpotential arising from the projection.

8t (x,,8°,1)° = zmFOH(x,y, 0%, 1)° (34)

where F is the Faraday constant, and SH® denotes the fluctuation of the concentration
overpotential, expressed by the following Nernst-type equation:

RT Cm(x,y,z,t
H(x,y,2,t) = Zmpm{ - ((Zy: Oo))} (35)

where C}, (z = o0) is the bulk concentration.
The fluctuation is explicitly written as follows:

S 4\S __ RT Cm(x/y’gs’t)s
SH Y, ) = (%, 1,0,0))

(36)

where (Cm(x,y,0,t)) represents the average surface concentration equal to Cj (z = 0),
where the asterisk means electrostatic equilibrium. To derive Equation (36), we assumed
the condition |cm(x, v, (5, t)S’ < (Cm(x,y,0,t)). The concentration fluctuation at the top of
the projection is expanded in the first order for °.

em(%,y,5,1)° = em(x,,0,1)° + Ll (x,y, t)° (37a)
where L, represents the average concentration gradient in the diffusion layer.

2

(0c)

where 0% is the concentration difference between the bulk and surface, i.e.,

Lm =

(>0) (37b)

0% = Cp(z =00) = Cp(z=10) (37¢)

and (d) is the average diffusion layer thickness.
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dt R

(% + szfy

* B 1) 00(0,1)° = ~d* QD (L — 28 (Cn(x,,0,))a°2 ) DO (0, 1)°

Substituting Equations (26) and (33) into Equation (32), and inserting
Equations (34), (36), and (37a) into the resulting equation, we obtain the electrochemical
boundary condition for the symmetrical fluctuations.

Omy*
RT

em(x,,0,1)" = —Lm(x,y,£)° — {Cm(x,4,0,))V 12 (x,,1)° (38)

2.2.3. Characteristic Equations of the Nano-MHD Vortexes and 3D Nuclei

Equations (29) and (38) are transformed via Fourier transformation concerning x- and
y-coordinates into the following amplitude equations:

<§1t + Q% IID;; c;dk4> Z)(t)° = OmDmD®O)(0,1)°  forj=rand f (39a)

and

Omy* .
(Lm — 1?1?/ <Cm(x,y,0,t)>k2) Z]Q(t)S = —G)]-O(O,t)S forj=rand f (39b)

where Z]-O(if)s and @l-O(O, t)° denote the amplitudes of {(x,y,t)° and cm(x,y,0,t)° on the
rigid surface (j = r) and the free surface (j = f), respectively, and D®j0 (0,t)° indicates

{(d/ dz)@jO (z,1)° }z:o' k denotes the wavenumber defined by (ki + k?,) 1/2, and kx and k,
are the x- and y-components of the wavenumber, respectively.

Substituting Z]-O (t)° from Equation (39b) into Equation (39a), we obtain the amplitude
equation of the concentration fluctuation:

d . Dad Omy* .
( + 02y aTdcadk‘*) ®7(0,t)*= —OmDm (Lm— lth (Cm(x,y,O,t))k2>D®j0(0,t)S forj=rorf (40a)

RT

Here, using the representative length, d°, of 3D nucleation in the second generation, we
introduce the nondimensional wavenumber, a5, as well as the nondimensional coordinates
X, y, and z. Equation (40a) is therefore revised as follows:

ds*RT (40b)

forj=randf
where the nondimensional parameters are defined by a° = kd®, D = Dd®, x = x/d° and
y = y/d®. In the following, introducing the vorticity coefficient functions, VCFs, of the
rigid- and free-surface nano-MHD vortexes, we obtain the characteristic equations of rigid-
and free-surface nucleation with nano-MHD vortexes in the second generation.

As was shown initially, since a symmetrical fluctuation is essentially one among
the asymmetrical fluctuations, from the general amplitude equation of the asymmetrical
concentration fluctuation based on the two-layer system formulated in Part 1 [1], we can
derive the amplitude equation of the symmetrical concentration fluctuation on the rigid
and free surfaces as follows:

20°;

0 s _ _gs¢.s\—1
O0(0,1)" = () s

forj=r,i=1landj=1£i=0 (41a)
where B} is the vorticity coefficient of the rigid-surface (i = 1) and free-surface (i = 0)
vortexes, and £ (a°) is the vorticity coefficient function, VCE, of the rigid-surface (j = r)
and free-surface (j = f) nano-MHD vortexes. In Part 1 [1], they were generally used in the
equations of the amplitudes, Q]-O(z, t), of the z-components of the vorticity fluctuations,
wyj, ie., 00(z,t) = B1ze™ and OY(z,t) = Bo(1 — az)e™. From Part 1, the gradient of the
amplitude of the symmetrical concentration fluctuation is also obtained via the following:

20°8;

ZFD.s" forj=r(i=1)and (i =0) (41b)

0 s __
DEY(0,t)° =
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Substituting Equations (41a) and (41b) into Equation (40b), we have the characteristic
equation of the vorticity coefficient, 3:

L0 (0,00 ) £(6") — Oy D2 s (42)
Here, as shown in Equations (22a) and (22b), the VCFs converge to f; (4°) = a° with
decreasing representative length, d°. This result indicates that the activated MHD vortexes
vanish as d° decreases with the lower generation.
When the average surface concentration (Cm(x,y,0,t)) is regarded as constant, i.e.,
under a potentiostatic condition, Equation (42a) is solved as follows:

d _
4h = {ds 'O D (Lm

BS(t) = ﬁiS(O)exp{ pjs(as)t} forj=rand f (42b)

where pjs(as) denotes the amplitude factor of the rigid- and free-surface vortexes. As will
be shown later, if the amplitude factor, pjs(as), is positive for some of the wavenumber a°,
the vortex coefficient, B (t), increasing with time gives rise to unstably growing nano-MHD
vortexes. However, when pjs(as) is kept negative for all a° values, all of the () values
decreasing with time lead to stably dwindling vortexes. The instability of the nano-MHD
vortexes depends on the sign of the amplitude factor, pjs(as).

A similar relationship to that in Equation (42a) concerning the surface height fluctua-
tion is also obtained; from Equations (41a) and (41b), we have the following:

@(0,t)° = —£(a*) " 'DOY(0,t)° forj=randf (43)

Substituting Equation (43) into Equations (39a) and (39b), and adding the resulting
equations together, we obtain the amplitude equation of the surface height fluctuation:
Om * d ~x _s4
dszRT <Cm(x y,0,1))a ) £(a%) — Om*y ds;}{Tca a }Z]Q(t)s (44a)

Equation (44a) is similar to Equation (42a), so we also obtain the following equation:

d _
aZJO() {ds 1QmDm<Lm

Z(t) = st(O)exp{pjs(as)t} forj=rand f (44b)

Namely, the surface height fluctuation is also controlled by the same amplitude factor,
24 (a%), which is defined by the following;:

_ Om D
pj(a®) = d° 'OmDm (Lm IRT <Cm(x y,0,t))a® >fjs(as) - szfy*d 43;1TC; st forj=randf (45a)
Under limiting diffusion, i.e., (Cm(%,y,0,t)) =~ 0, Equation (45a) is simplified via the
following:
5(0%) = d° 'O DL (2°) — QOm?y* Dad e st (45b)
P o ™7 gstpr

The first term on the right-hand side of Equation (45b) is the main part of the amplitude
factor, and the second term is the additional one expressing the suppression by surface diffu-
sion [76]. Therefore, the sign of p; (a°) is mainly determined by the first term. As mentioned
above, inserting the stationary-solution condition, fjs (a®) = a°, in Equations (22a) and (22b)
into Equations (45a) and (45b), we can make the amplitude factor exist in a stationary
solution [69-71]. In the case of cathodic deposition, the concentration gradient, Ly, is
positive and considered to consist of the main part, so pjs (a°) becomes positive for a certain
wavenumber range. Namely, 3D nucleation in a stationary solution is always unstable. On
the other hand, the vorticity coefficient function, VCF, fjs (a%), indicates the contribution
of the nano-MHD vortexes to 3D nucleation. As shown in Figure 6, it takes positive and
negative values for right- and left-handed systems of the upper generation, respectively,
so the MHD vortexes sometimes promote and sometimes suppress the instability. This
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behavior of MHD vortexes is different from the behavior under a parallel magnetic field;
the MHD vortexes under a parallel magnetic field only give rise to suppression [72].
Therefore, in general, the instability of the nucleation under MHD vortexes is deter-
mined by the sign of the product of the main part of the amplitude factor in a stationary
solution of the VCE i.e., positive and negative correspond to unstable and stable for the
MHD vortexes and nucleation in each generation. This process is simply expressed in a
schematic form:
[NI under MHDVs| = [NIina S.S.] x [VCF] (46)

where NI denotes nucleation instability, MHDV represents the MHD vortex, and S.S.
represents a stationary solution. “[ ]” expresses the sign of each term. It should be noted
that Equation (46) also expresses the instability of the MHD vortexes themselves.

3. Results and Discussion

As was shown in Part 1 [1], in the first generation, the micro-MHD vortexes unstably
develop with 2D nuclei under a VMHDE. Since the rotation of the VMHDF forms a right-
handed system with the external magnetic field, ByQ) > 0, as shown in Equation (21a),
the VCFs of the micro-MHD vortexes are defined as positive functions, fja(aa) > 0 for
j=rand f. In the absence of chloride ions, 2D nucleation is unstable in a stationary
solution [65], so the main part of the amplitude factor in a stationary solution is positive.
BY Equation (46), the instability of 2D nucleation under micro-MHD vortexes is therefore
defined by the sign of the product of the stationary-solution main part of the VCF, i.e., due
to the derived positive values, the micro-MHD vortexes unstably develop together with 2D
nuclei. Namely, the instability of 2D nucleation in a stationary solution is promoted by the
micro-MHD vortexes.

Since the value, as well as the sign of the amplitude factor under MHD vortexes is
approximately determined by the same product, the difference in the instability strength be-
tween the rigid-surface and free-surface vortexes results from the values of the correspond-
ing VCFs. As has been discussed in Equation (21c), they generally have the relationship

iy

’fir(a) ’ < ‘fif(a) ‘ in every generation “i”, i.e., the absolute value of the free-surface VCF is

larger than that of the rigid-surface VCF. This means that in the unstable case, the positive
free-surface amplitude factor is larger than the positive rigid-surface amplitude factor.
Namely, the free-surface micro-MHD vortexes grow faster than the rigid-surface ones, so
the free-surface ones preferentially receive the precession from the upper generation vortex,
VMHDE, rotating in the same direction.

As mentioned initially, chiral nucleation occurs only on the rigid surfaces because
the free surfaces rotating with the vortexes yield no chirality. Then, to conserve a local
angular momentum, as shown in Figure 3d, a pair of rigid- and free-surface vortexes rotate
oppositely. Therefore, following the precessional rotation of the free-surface micro-MHD
vortexes, the rigid-surface micro-MHD vortexes rotate in the opposite direction, forming
a left-handed system, Boﬁ < 0, with the external magnetic field. As a result, the first-
generation 2D nuclei under the rigid-surface micro-vortexes are created with opposite
chirality to that of the VMHDFE.

At the same time, the left-handed system of a rigid-surface micro-MHD vortex leads
to negative VCFs of the nano-MHD vortexes in the second generation, i.e., fjS (a%) <0 for
j=rand f in Equation (21b). As discussed above, 3D nucleation in a stationary solution
is always unstable, i.e., the main part of the amplitude factor, the concentration gradient
Ly > 0in Equation (45b), is kept positive so that the products of the main part of the VCFs,
i.e., the main parts of the amplitude factors under nano-MHD vortexes, become negative,
mejs (a%) < 0. This time, the unstable 3D nucleation in a stationary solution is stabilized
by the nano-MHD vortexes. From Equation (21c), the relationship f;(a°) < fj(a°) < 0is
derived, so concerning the main parts of the nano-MHD vortexes under the rigid-surface
micro-MHD vortexes, the relationship, Linf;(4°) < Lmf;(a®) < 0is derived. According
to Equations (42b) and (45b), the rigid-surface nano-MHD vortexes dwindle more slowly
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ps’(@)/ s

pi(@%), pf(ad)/ s

than the free-surface ones. Therefore, the precession from the rigid-surface micro-MHD
vortex directly transfers to the rigid-surface nano-MHD vortexes, forming a left-handed
system again in the third generation. From these discussions, it is concluded that in stable
nucleation, lower-generation rigid-surface vortexes obtain the same chirality as upper-
generation rigid-surface vortexes, whereas they receive the opposite chirality in the unstable
case. Figure 8 exhibits the amplitude factors of 3D nucleation in a stationary solution and
the amplitude factors under nano-MHD vortexes in the right-handed and left-handed
systems. Though the left-handed system is derived from the case without chloride ions, as
will be discussed later, the right-handed system corresponds to the case with chloride ions.

As shown in Figure 8b,c, the former and latter lead to stable and unstable 3D nucleation,
changing chirality.
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Figure 8. The amplitude factors of the 3D nuclei in a stationary solution and under nano-MHD
vortexes in the absence and presence of chloride ions in the 2nd generation. (a) The case of a
stationary solution. p$s(a°) of 3D nuclei in a stationary solution. (b) The case of a right-handed
system (corresponding to the absence of chloride ions). Blue line: p$(a®) of 3D nuclei under rigid-
surface vortexes. Red line: pg(a®) of 3D nuclei under free-surface vortexes. (c) The case of a left-
handed system (corresponding to the presence of chloride ions). Blue line: p$(a®) of 3D nuclei
under rigid-surface vortexes. Red line: p§(a®) of 3D nuclei under free-surface vortexes. Calcu-
lation data: for the 2nd generation, di= 1077 m and v' = 1072 m2 s~1. Other data: By=5T,
Q=6285"1 (8:)=36x10"*m, zy =2, Dy =6.0 x 1070 m? s, Cf (z = 00) = 50.0 mol m 3,
F=96,485Cmol~!, R=0.8312] K~ ! mol~!, T=300K, p=1.073 x 103 kgm™3,¢* =10.0 Q! m~1L.
7*=03]m 2, Dag=1.0x 107 ms™!, C*4=1.0 x 107® mol m~2, and (H) = —04 V.
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In the third generation, though the detailed mechanism has been not yet established,
screw dislocations were created by some instability based on the mass transfer and elec-
trode reaction, which we could discuss in the same way: In the absence of chloride ions,
because the screw dislocation process in a stationary solution is unstable [77], the main part
of its amplitude factor must be positive. However, due to the left-handed system of the
rigid-surface nano-MHD vortex, the VCFs of the ultra-micro-MHD vortexes forming the
screw dislocations become negative functions. As a result, the main part of the amplitude
factors of the screw dislocations under the ultra-micro-MHD vortexes are determined as
negative, i.e., they are stable, so the rigid-surface ultra-micro-MHD vortexes show the same
chirality of the left-handed system as that of the rigid-surface nano-MHD vortexes. This
result represents that, as shown in the experimental results obtained by Mogi and cowork-
ers [8-21], the CW activity (D-activity) and ACW activity (L-activity) of the deposit surface
appear under antiparallel (upward) and parallel (downward) magnetic fields, respectively.

On the contrary, in the presence of chloride ions, as has been shown in Part 1 [1],
due to the specific adsorption of chloride ions in the electric double layer, the micro-MHD
vortexes and 2D nucleation turn stable, so the rigid-surface micro-MHD vortexes in the
first generation directly progress toward the chirality of the VMHDEF, i.e., the rotation
of the right-handed system of the VMHDF with the external magnetic field is inherited
in the first generation. The VCFs of the micro-MHD vortexes therefore become positive
functions in the second generation. However, as mentioned above, whether chloride ions
are present or not, 3D nucleation in a stationary solution is always unstable, so the main
part of the amplitude factor in a stationary solution is kept positive. This time, due to the
positive products of the positive main part of the positive VCFs, the nano-MHD vortexes
and 3D nucleation become unstable, so the rigid-surface nano-MHD vortexes of the second
generation obtain the opposite chirality to that of the rigid-surface micro-MHD vortexes
of the first generation, i.e., the left-handed-system’s chirality. Therefore, the VCFs of the
ultra-micro vortexes of the third generation become negative functions. Here, as for screw
dislocation, chloride ions are well-known leveling reagents for copper deposition, which
make copper screw dislocations vanish and become stabilized in a stationary solution [77].
This implies that the main part of the amplitude factor of screw dislocation in a stationary
solution takes a negative value. The positive products of the negative main part of the
negative VCFs lead to the instability of screw dislocation and ultra-micro MHD vortexes.
At the same time, this instability gives rise to the change in chirality from the left-handed
system to that of the right-handed system; the chiral activity of screw dislocations is
reversed via the addition of chloride ions.

In the three-generation model without chloride ions, the chiral activity of screw
dislocations in the third generation is therefore consistent with that of the rigid-surface
2D nucleus shown in the first generation: For a positive magnetic field, By > 0, i.e., for
an upward antiparallel magnetic field, ACW (VMHDEF) — CW (2D nucleus) — CW (3D
nucleus) - CW (screw dislocation). For a negative magnetic field, i.e., for a downward
parallel magnetic field, By < 0, CW (VMHDF) — ACW (2D nucleus) — ACW (3D nucleus)
— ACW (screw dislocation). Namely, under an upward (anti-parallel) magnetic field
By > 0, D-activity emerges, whereas under a downward (parallel) magnetic field By < 0,
screw dislocations with L-activity are produced. In the presence of chloride ions, the
chiral activity of screw dislocations in the third generation is changed to reverse one:
For an upward antiparallel (positive) magnetic field, By > 0, ACW (VMHDEF) - ACW
(2D nucleus) — CW (3D nucleus) — ACW (screw dislocation). For a downward parallel
(negative) magnetic field, By < 0, CW (VMHDEF) — CW (2D nucleus) — ACW (3D nucleus)
— CW (screw dislocation). In the presence of chloride ions, due to specific adsorption
on the electric double layer, we can expect that inversed chirality appears, depending on
the direction of the magnetic field, i.e., for By > 0 and By < 0, L-activity and D-activity
arise, respectively.

The above discussions are summarized as follows:
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(1) The rigid-surface vortex rotation, Q)(rig)(i), of the upper generation, “i” and the
external magnetic field, By forms a right-handed system, ByQ(rig) (i) >, 0 or a left-
handed system, BoQ)(rig)(i) < 0. The vorticity coefficient function, VCF(i 4 1), of
the lower generation, “i+1”, is defined as a positive function, VCF(i+1) >0, for
BoQ)(rig) (i) > 0 and a negative function, VCF(i + 1) < 0, for ByQ)(rig)(i) < 0.

(2) The main part (MP) of the amplitude factor in a stationary solution (S.S.) in the lower
generation, MP(S5.S.)(i+ 1), is defined as positive, MP(S.S.)(i+ 1) > 0 or negative,
MP(S.S.)(i+ 1) < 0, depending on whether the nucleation in a stationary solution is
“unstable” or “stable”.

(38) The nucleation under the rigid-surface vortexes is determined to be unstable for
MP(S.S.)(i+1)-VCF(i+ 1) > 0 and stable for MP(S.S.)(i+1)-VCF(i+1) < 0.

(4) For the unstable case, MP(S.S.)(i+1)-VCF(i+1) > 0, the chirality of the lower
generation, ‘i+1”, is changed from that of the upper generation, “i”, and for the stable
case, MP(S.S.)(i+1)-VCF(i+ 1) < 0, the chirality of the present lower generation,
“i+1”, preserves that of the upper generation, “i”. In Figure 9, we exhibit the flow
chart for MHD vortexes to obtain chirality in the three generations and the actual
chirality obtained in each generation in the absence and presence of chloride ions.

’ Chirality in the upper generation ‘i’ ‘

Without chlorideion With chloride ion

MP(S.5)(+1) Generation MP(S.S.)(i+1) MP(S.S.)(i+1)

1st > 0 (unstable) < 0 (stable)

| MP(MHDV) (i+1) = MP(S:5) (i+1) - VCF(i+1) |

2nd > 0 (unstable) > 0 (unstable)
T
>0 <0 3rd > 0 (unstable) < 0 (stable)
RS(i) = LS(i+1) RS(i) = RS(i+1)
LS(i) -» RS(i+1) LS(i) —» LS(i+1)

’ Chirality in the lower generation ‘i+1’ |

(@ (b)
Chloride ions Absence Presence
MF By>0 | By<0 | By>0 | By<0
VMHDF ACW cw ACW cw
RS (Right-handed sys.) | LS (Left-handedsys.) P
s
micro-MHDV cw ACW ACW cw
VCF >0 <0 7ndG
n
nano-MHDV cw ACW cw ACW
3rdG
ultra-micro-MHDV w Acw ACw ow
Activity D L L D
(9 (d)

Figure 9. Flow chart for MHD vortexes to obtain chirality in the three generations. (a) Flow chart of
how to determine the chirality in the three generations. (b) Signs of the main parts of the amplitude
factors in a stationary solution, (MP(S.S.)(i + 1)), in the three generations. (c) Sign of the vorticity
coefficient function (VCF) in the right-handed system (RS) and the left-handed system (LS). (d) Chi-
rality obtained in each generation in the absence and presence of chloride ions. RS: right-handed
system, LS: left-handed system. MP(S.S.): the main part of the amplitude factor in a stationary
solution; MP(MHDV): the main part of the amplitude factor under MHD vortexes. MF: magnetic
field; VMHDEF: vertical MHD flow; MHDV: MHD vortex. 1stG: 1st generation; 2ndG: 2nd generation;
3rdG: 3rd generation. D: D-activity; L: L-activity. “i” and “i + 1” indicate the quantities in the upper
and lower generations.
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The experimental result of copper deposition onto a copper electrode with a larger
diameter of 3 mm in a copper sulfate solution from a study by Mogi and coworkers told
us that the reversal of chirality by adding chloride ions is partial, i.e., only in the upward
magnetic field does D-activity change to L-activity, whereas L-activity in the downward
magnetic field keeps the same chirality [14,20,21]. This result strongly suggests disturbance
from magneto-convection by a gradient field force, which is induced from the magnetic field
gradient applied to a paramagnetic material, being dependent on the magnetic field direc-
tion. A copper sulfate solution is paramagnetic, and it is well known that the characteristic
magneto-convection arises through a vertical magnetic field gradient [54].

Finally, following Appendix A, the surface morphology of 3D nuclei in the second
generation was calculated. Figure 10a shows a calculated 3D nucleus formed on a rigid
electrode surface under an antiparallel upward magnetic field (By > 0). Under a stable CW
nano-MHD vortex, though not the third generation, a screw dislocation-like 3D nucleus
with chirality is formed. The clear-cut surfaces without obscurity due to diffusion come
from the phase cutting of the symmetrical fluctuation shown in Figure 4. This result
suggests that the chiral screw dislocations of the third generation also evolve from the
formation process, similar to the chiral 3D nuclei of the second generation. At this time,
a question is brought about: how should we determine the chirality of it? Namely, when
climbing up the slope shown in Figure 10a, we turn anticlockwise. However, we must turn
clockwise to go down it. The nucleus grows under a rigid-surface nano-MHD vortex, which
has, as shown in Figure 3¢, a downward flow. An enantiomeric reagent also approaches
downwards, so the chirality should be defined as a system with a downward direction,
i.e., for the present case, CW chirality and D-activity are derived. Figure 10b is a deposit
surface of the second generation after 100 rounds of nucleation. In every nucleation, chiral
3D nuclei are formed at fixed points on the rigid surfaces, whereas on the free surfaces
covered with ionic vacancies, due to rotation with the micro-MHD vortexes, nuclei without
chirality are developed.

(a) (b)

Figure 10. Three-dimensional nuclei calculated via complex Fourier transform in the absence of
chloride ions. (a) A screw dislocation-like 3D nucleus under a CW rigid-surface nano-MHD vortex
under an antiparallel upward magnetic field. The down arrow indicates a downward direction. The
rotating arrow indicates a CW rigid-surface nano-MHD vortex. (b) A 3D-nuclei deposit surface
under rigid- and free-surface nano-MHD vortexes after 100 rounds of nucleation. The calculation
data are as follows: By=5T, 2 =628 51,y =2, D;n = 6.0 x 10710 m2 571, (5.) =3.74 x 10~* m,
and C, (z = o) =50 mol m3. Supporting electrolyte, 500 mol m3; applied overpotential, —0.4 V;
nucleation period, 1.0 s.
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4. Conclusions

In the three-generation model, chirality transfers from the upper generation the to
lower generation via the instability or stability difference between the rigid- and free-
surface MHD vortexes rotating in opposite directions. Since the effective viscosity increases
with lowering generations, for the vortexes to rotate in the second and third generations,
the kinematic viscosity must decrease to a zero level. Ionic vacancies therefore work as
atomic-scale lubricants, lowering the viscosity of the vacancy layer on the electrode to
almost zero. At the same time, the vortexes promote or suppress 3D nucleation, depending
on whether the system is right-handed or left-handed.

The addition of chloride ions reverses the chiral activity of the electrode. However,
in the case of copper deposition, due to magneto-convection from the gradient force to
the paramagnetic copper sulfate solution, such reversal becomes partial, leading to a
breakdown in chiral symmetry.
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List of Symbols

X x-coordinate (m), or nondimensional x-coordinate defined by x/d®.
y y-coordinate (m), or nondimensional y-coordinate defined by y/d°.
z z-coordinate (m), or nondimensional z-coordinate defined by z/d®.
X nondimensional x-length of the electrode.

Y nondimensional y-length of the electrode.

ds representative length of 3D nucleation in the 2nd generation.

dt representative length of the i generation (i = 1st, 2nd and 3rd) (m).
(6c) average diffusion layer thickness (m).

em(x,y,2,1)° symmetrical concentration fluctuation of the metallic ion (mol m~3).
Cm(x,y,2,t) molar concentration of the metallic ion (mol m~3).

Cm(z=0) average surface concentration (mol m~—3).

Cpn(z = ) bulk concentration (mol m~3).

(Cm(x,y,2,t))  average value of Cm(x,¥,2,t) (mol m~3).
(Cm(x,y,0,t))  average value of Cm(x,v,0,t) equal to Cp, (z = 0) (mol m~3).
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o concentration difference between the bulk and surface defined by
*© Cpn(z = ) — Cp (z = 0) in Equation (37c) (mol m~3).
H(x,y,z,t) concentration overpotential (V).
SH(x,y,z,t)° symmetrical fluctuation of concentration overpotential (V).
(H) average concentration overpotential (V).
G)jO(O, t)® amplitude of cm (x, 1,0, ¢)° on the rigid surface (j = r) and the free surface (j = f).
E electrode potential (V).
Eeq equilibrium potential (V).
wy z-components of the velocity of a rigid-surface vortex (m s 1).
w§ z-components of the velocity of a free-surface vortex (m s™1).
wj z-component of the vorticity of a rigid-surface vortex (s~1).
wy ¢ z-component of the vorticity of a free-surface vortex (s~ 1).
fi(a) the vorticity coefficient function (VCF) of the rigid-surface vortexes defined by
r Equation (2) (i = 1st, 2nd, and 3rd).
; the vorticity coefficient function (VCF) of the free-surface vortexes defined by
i) Equation (5) (i = 1st, 2nd, and 3rd).
g, (a) function of a defined by Equation (6a).
g,(a) function of a defined by Equation (6b).
gs(a) function of a defined by Equation (6c).
g4(a) function of a defined by Equation (4a).
gs(a) function of a defined by Equation (4b).
gs(a) function of a defined by Equation (4c).
gt magneto-viscosity coefficient in the i generation defined by
Equation (3a) (i = 1st, 2nd and 3rd) (m? A1 s71).
T rotation coefficient in the i generation defined by
Equation (3b) (i = 1st, 2nd, and 3rd) (m~1.
Qo' magneto-induction coefficient in the i generation defined by

Equation (3¢c) (i = 1st, 2nd and 3rd).
- mass transfer coefficient in the ith generation defined by
Equation (3d) (i = 1st, 2nd, and 3rd) (mol m~45s).

*

S coefficient of $™ defined by Equation (8a) (m3 A~1s72),

T coefficient of T defined by Equation (8b) (m?2 s~ 1.

Qo coefficient of Q" defined by Equation (8c) (s~ .

R’ coefficient of R defined by Equation (8d) (mol m0s).
; representative kinematic viscosity of the i generation (i = 1st, 2nd and 3rd)

v (m?s1).

gl parameter defined by d'/v! (m~1 s).

By external magnetic flux density (T).

o solution density (kg m~3).

Q angular velocity of a VMHDE (s 1).

& ?nigltilar velocity of the upper-generation rigid-surface vortex (j = non, a and s)

s7).

o electric conductivity (Q Im1).

L concentration gradient, defined by Equation (37b) in the 2nd generation
m (mol m™%).

Dm diffusion coefficient of the metallic ion (m2 s~1).

0 concentration difference between the bulk and surface defined by
*© Equation (37c) (mol m~3).

(6¢) average diffusion layer thickness (m).

hone (1) function of the torque component of the rigid-surface MHD vortexes activated
e by the applied magnetic field defined by Equation (11a).

hor(a) function of the torque component of the precession from the upper-generation
pr rigid-surface vortexes defined by Equation (11b).

§6(a)i rewritten form of g, (a) in the i generation defined by Equation (13).

hyne(a) function of the torque component of the free-surface MHD vortexes activated by
mf the applied magnetic field defined by Equation (15a).

hot(a) function of the torque component of the precession from the upper-generation

free-surface vortexes defined by Equation (15b).
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g3(a)'

—s

J flux

—s

] surf

—s

J inc

Cad (%, £)°
Dad

*

T(x,y,t)°

gs

@r(x, Y, t)s
Te(x,y,t)°
<§O<x,sy,o>52>
20(t)
22(0)°
Z0(0)°

j2(x,y,0,t)°
Jzx (%, 9,0, f)s
Jo,£(%,,0,)°
Mad (X, Y, 1)
Sptaq (x,y, 1)°
(%Y, 8%, t)
the

Fe(x,y,t)
H(x,y,z,t)
8H(x,y, 5, t)°
k

kx

ky

aS

rewritten form of g5(a) in the i generation defined by Equation (17).
the mass flux density of the metallic ion from the solution phase to the electrode
surface (mol m—3 s 1).

the mass flux density of the adatom due to surface diffusion (mol m—2s71),
the mass flux density of the adatom due to the incorporation of the crystal lattice
(mol m—3s~1).

symmetrical fluctuation of the adatom concentration (mol m3).

surface diffusion coefficient of the adatom (m? s~ 1).

equilibrium surface concentration of the adatom (mol m~2).

universal gas constant, 8.31 (J K~ mol~1).

absolute temperature (K).

Faraday constant (96,485 C mol_l).

symmetrical fluctuation of the chemical potential of the adatoms by the change
of surface form (J mol~1).

molar volume of the depositing metal (m3 mol~1).

isotropic surface free energy (J m~2).

surface height fluctuation of the deposit surface of 3D nuclei (m).

abbreviation of {(x,y, t)® (m).

rigid-surface component of {(x, y, t)° (m).

free-surface component of {(x,y, t)° (m).

mean square (ms) value of {(x,y,t)° at the initial steady state (m?).

amplitudes of {(x,y,t)® on the rigid surface (j = r) and the free surface (j = f).
amplitude of the rigid-surface component of the initial surface height fluctuation
Z(x,y,0)°.

amplitude of the free-surface component of the initial surface height fluctuation
¢(x,y,0)%.

diffusion current fluctuation on 3D nuclei (A m~2).

rigid-surface component of j,(x,y,0, t)S(A m_2).

free-surface component of j,(x,y,0,t)° (A m~2).

the chemical potential of the adatoms.

symmetrical fluctuation of p,q(x, y, t).

the electrochemical potential of the metallic ions.

symmetrical fluctuation of i, (x,y, {*, t).

the electrochemical potential of the electrons.

concentration overpotential (V).

fluctuation of the concentration overpotential (V).

1/2
wavenumber defined by <k)2( + k?,) (m™1).

x-component of the wavenumber (m~h).

y-component of the wavenumber (m™1).

nondimensional wavenumber common in every generation.
nondimensional wavenumber of the 2nd generation defined by kd®.
x-component of the nondimensional wavenumber a°.
y-component of the nondimensional wavenumber a°.

the upper limit of the wavenumber a°.

autocorrelation distance of the symmetrical fluctuation.
vorticity coefficient of the rigid-surface vortexes.

vorticity coefficient of the free-surface vortexes.

amplitude factor under the rigid-surface vortexes (s~ 1).
amplitude factor under the free-surface vortexes (s 1).
amplitude factor in a stationary solution (s~1).

the nondimensional spatial spectrum of the surface height fluctuation.
Z)(0)°
0
Z¢(0)°
vorticity coefficient of rigid-surface MHD vortexes.
vorticity coefficient of free-surface MHD vortexes.

the ratio of the rigid-surface component,

the ratio of the free-surface component,
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vorticity coefficient constant of rigid-surface nano-MHD vortexes defined by

Equation (A6b).

s vorticity coefficient constant of free-surface nano-MHD vortexes defined by
0 Equation (A8b).

s/ s vorticity coefficient function of rigid-surface nano-MHD vortexes defined by
8:(e) Equations (A6c¢) and (Alla).

s/ s vorticity coefficient function of free-surface nano-MHD vortexes defined by
8i(e°) Equations (A8c) and (A11b).
Ry unit random complex number defined by Equation (A9).
0% nd normal random number between 0 and 27r.
F(a®, ay®) a general function of ax® and ay®.
F(a\®, ”Ys)even even component concerning a® and ay® of the function F(ay®, ay®).
F(a®, ays)o ad odd component concerning a,® and ay® of the function F(a,®, ay®).
a superscript of the asymmetrical fluctuation in the 1st generation.
s superscript of the symmetrical fluctuation in the 2nd generation.
() average over the electrode surface.
[1 sign of physical quantity.
v operator defined by (9/9x,0/9y,9/9z).
Vi operator defined by (d/9x,9d/dy).
v,? operator defined by 8% /9x? + 92 /dy>.
v.? operator defined by (9%/0x> + 9%/9y?) 2
D operator defined by d/dz, or nondimensional operator defined by D = Dd®.
C operator describing a complex function.
Re sign expressing the real part of a complex number or function.
Im sign expressing the imaginary part of a complex number or function.
i unit imaginary number.
even sign expressing the even function.
odd sign expressing the odd function.
NI nucleation and MHD vortex instability.
MHDV MHD vortex.
S.S. stationary solution.
f)(rig) (1) rigid-surface vortex angular velocity of the upper generation, i".
VCE(i+1) vorticity coefficient function of the lower generation, ‘i + 1'.
MP(SS.)(i+1) Ihe main part ~(MP,)- of t{le amplitude factor in a stationary solution (S.S.) in the

ower generation, ‘i +1'.

RS(i) right-handed system in the upper generation, i".
RS(i+1) right-handed system in the lower generation, ‘i + 1'.
LS(i) left-handed system in the upper generation, ‘i’.
LS(i+1) left-handed system in the lower generation, ‘i + 1.
MF magnetic field
M(ad) adatom of the deposit metal.
M~ (IHP) metallic ion at the inner Helmholtz plane (IHP).
Zm charge number of the metallic ion.
e~ (metal) free electron in the electrode.

Appendix A. Calculation of 3D Nucleus Morphology

Appendix A.1. Initial Spectrum of Symmetrical Fluctuation

Different from asymmetrical fluctuations arising from 2D nucleation in an electric
double layer, symmetrical fluctuations are controlled by the surface process of 3D nucleation
in a diffusion layer. A non-dimensional spatial spectrum of the surface height fluctuation
in a steady state should be defined as follows [73]:

0/0)82
P(ax®, llys)S = LM forj=randf (Ala)
XY (7(x,y,0)%%)
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where a,® and ay® are the x- and y-components of the nondimensional wavenumber a°, and

X and Y are the nondimensional x- and y-lengths of the electrode, respectively. ({(x,y, 0)52>

is the mean square (ms) value of the surface height of 3D nuclei at the initial steady state.
7°(0)* is the amplitude of the initial surface height fluctuation. Assuming isotropic white
noise with normalization, we have the actual form of the power spectrum:

1

2
TTAmax®

P(ass,a,°)° = (A1b)

where amax® is the upper limit of the wavenumber a°.
Using the representative length, d°, of the symmetrical fluctuation in the 2nd genera-
tion, the nondimensional wavenumber a° is defined as follows:

a® = kd® (A2a)

Assuming that d° is defined by the upper limit of the wavenumber kmax, i.€., as the
lower limit of the wavelength, we obtain the following:

2

kmax

a° = (A2b)
Here, d® is equalized to the autocorrelation distance of the symmetrical fluctuation a°*.
The upper limit of a° is therefore written as follows:

Amax" = kmaxd® = 2711 (A20¢)
The power spectrum Equation (A1b) is simply expressed by the following:

1

P(ax®,ay°)° = 473

(A2d)
Then, substituting P(axs, ays)s from Equation (A2d) into Equation (Ala), we obtain

the following:
0/\5|2 XY s2
220" = £ 5(2(xy,0?) (A3a)
Since the total surface height amplitude, Z°(0)*, is composed of the rigid- and free-
surface components, Z2(0)® and Z?(O)S, introducing the ratios of the rigid-surface and

free-surface components, a3 and a§, each surface-height amplitude is expressed as follows:
290 = a2 XX (¢(x,1,00%)  forj = rand (A3b)
47
Here, the following relationship is satisfied:
et =1 (A3¢)

For a stationary VMHDE without mechanical rotation, ACW and CW vortexes are
equally induced, i.e., a7 = af = 27172,

Following Part 1, introducing an operator, C, describing a complex function, we can
treat both amplitude components at once as the real and imaginary parts of the com-

plex function.
S

even

S

CZ%(0)® = ReZ%(0) e + 1ImZY(0) 4y (A4)

un

where “i” is the unit imaginary number, and “Re” and “Im” denote the real and imaginary
parts of a complex number. Subscripts ‘even’ and ‘odd’ represent even and odd functions
of the wavenumber, respectively. As an example of a pair of cosine and sine functions, the

even and odd functions, ZJ (O)ZVen and Z?(O)Z 44- are orthogonal, so they are independent
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of each other. Namely, we can determine the formation processes of rigid-surface and
free-surface 3D nuclei at once via the complex surface-height amplitude, CZ°(0)°.

Appendix A.2. Formation Process of 3D Nuclei

The amplitudes of the symmetrical surface height fluctuations are solved as Equation (44b),
where Z]Q(O)S is the initial value of Z]Q(if)s defined by Equation (A3b), and p}(a°) is the
amplitude factor expressed by Equation (45a).

To calculate the concentration gradients in Equation (41b), the explicit expressions of
the vorticity coefficients g7 and f, are required. Substituting @?(0, t)® from Equation (41a)
into Equation (39b), we have the following:

1

Bi(t) = szDmS*st( )<Lm O

I Cnlnw 0,002 (a9

The substitution of Equations (44b) and (A3b) into Equation (A5) leads to

B10)] = S 211153e") lexp {pi(a®)t) (A6a)
where
7= Zlnzxi\/ﬂszDmS*S@(x,y,O)SZWZ (A6b)
and
6) = 66°) (L — 20 (Con(5,9,0,1))0 (A6

Then, in the same way as Equation (A5), we obtain

By (t) = zlsszDmS*sfS( )(Lm = %(Cm(x, Y, O,t))a52> 2(1)° (A7)

The substitution of Equations (44b) and (A3b) into Equation (A7) leads to

B3 (1) = ﬁw|g§(a$>|exp{p?(a5>t} (A8a)
where
7 = ;ﬂa?ﬁszDmS*S<é<x,y,0)52>1/2 (A8b)
and
06°) = £6%) (L = 22 (Con(r,,0,0)0 (89

The calculation of this system is performed as follows: First, the solution phase
including the electrode surface is virtually divided by 3D grids. Each grid point is defined at
intervals of the autocorrelation distance. Then, to simultaneously deal with two components
on the rigid and free surfaces, it is necessary to assign a single random complex number
to the amplitudes of both components. Because of the stochastic process in multiple
nucleation, the following unit random complex number is introduced to each grid point of
the 3D wavenumber plane.

(A9)

d = cosh? g t+1i sinf?

ran rand

where 07, is a normal random number between 0 and 27, which is renewed over all grid
points whenever nucleation is restarted.

Substituting for 5 and B from Equations (A6a) and (A8a) in Equation (41b), respec-
tively, we obtain

73
DOY(0,t)° = zmTls*Sgr( *)exp{pi(a®)t} Ry (A10a)
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and .
i
DOP(0, 1 = i a*)exp{ i (a*) 1 RS (A10b)
We also have Equations (A6a) and (A8a) represented as follows:
1
Bi(1) = 5I7illg: (%) lexp{pz(a®)t}RG (Alla)
and ,
Bo(t) = 5 1illgt (a°)[exp{pf(a®)t} Ry (A11b)

Since 3D nuclei grow independently on rigid and free surfaces, DO (0, )° and D@?(0, t)®
must distribute independently over the electrode surface without any contradiction, which
mathematically implies that they are orthogonally normally packed. To calculate their
self-organization processes self-consistently, a complex Fourier transform is utilized, e.g.,
the rigid- and free-surface components that are embedded as the real and imaginary parts
in the forms of odd and even functions are normal to each other, the symmetries of which
are preserved in the transformations.

In the same way as the initial amplitude of the surface height fluctuation in Equation (A4)
is introduced, the operator, C, is introduced, which embeds odd and even components of a
function into a complex space.

CF (ax®, ay°) = ReF(a,®, ays)odd + i-ImF(a,°, ay°) (A12a)

even

or

CF (ax°,ay°) = ReF(ay®, ay°) +i-ImF (ax®, ay°) 44 (A12b)

even

where F(axs, ays) is generally decomposed into the even and odd functions, F (axs, ays)
and F(a,®, ays)odd, about a,® and a,%, i.e.,

even

F (aXS/ ays) - F (aXS/ ays) + F (axsr ayS) Odd (AlZC)

even
The signs Re and Im denote the real and imaginary parts. Even and odd functions
such as cosine and sine functions are orthogonal to each other, so they are embedded as the
real and imaginary parts, and vice versa.
Through the operator C, the amplitudes of the concentration gradient fluctuations on
rigid and free surfaces are assigned to real and imaginary parts of a complex amplitude, e.g.,

CDO’(0,t)° = DOYAY(0,t)° +i- DOYE’(0, t)° (A13)

where the rigid- and free-surface components are defined as even and odd functions
concerning ax® and ay®, respectively. As shown in Equation (A9), due to the introduction of
a unit random complex number, R, the discrimination between even and odd functions is
finally canceled.

The complex function CD®°(0,t)° is transformed into the complex concentration
gradient via complex Fourier inversion, i.e.,

S 0 co
e{wyzf)} _1 / / EDOY(0, Hexp i(ax'x + a,%y) ] dada,®  (Alda)
0z =0 27MJ-o0J-c0

where a,° and ay® are the x and y components of the nondimensional wavenumber a5, i.e.,
1%? = 0,5%+a,5%.

Under Equations (Al2a) or (A12b), the complex concentration gradient fluctuation is
expressed as follows:

S S S
6{ ocm(x,y,z,t) } _ {acmlr(x,y, z,t) } n i.{acmrf(x, ¥,z t) } (A14b)
0z z=0 0z z=0 0z z=0
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where cmr(x,1,2,t)° and ¢ ¢(x, y, 2, t)° are the rigid- and free-surface components of the
symmetrical concentration fluctuation cm (%, y, 2, t)s, respectively. As mentioned above, due
to complex random numbers initially introduced, the natures of even and odd functions
disappear in the fluctuations on the x-y plane.

Finally, the symmetrical fluctuation of the concentration gradient is obtained via the
linear combination of both components. Here, the concentration gradient fluctuations are
also asymmetrical, so by Figure 3, their minus parts are cut off (phase cutting).

S S a t S
{acm(x,y,z,t) } _ {acm,r(x,y,z,t) } +{ cmf(X,y,2,1) } (>0) (Aldo)
0z z=0 0z z=0 0z z=0

The diffusion current fluctuation on 3D nuclei is also expressed by the rigid- and
free-surface components.

Jo(x,y, 0, 1) = fur(%,y, 0, £)° + jrs(x,y, 0, £)° (< 0) (Al5a)

where j,.(x,y, 0, t)° and j,¢(x,y, 0, t)° are rigid- and free-surface components, respec-
tively. Using the concentration gradient fluctuations in Equation (A14b), we obtain

S
jur(x,y, 0, )° = —szDm{aCI“’r(x’y’Z’t)} (< 0) (A15b)
0z 2=0
and ) .
t
Jnf(x,y, 0, £)° = —szDm{Cm’f(J;’;/’z’)} (< 0) (A150)
z=0

Due to phase cutting, the diffusion current fluctuations are defined as negative. As a
result, the surface morphology of the 3D nuclei is effectively calculated via the symmet-
rical surface height fluctuation, so with the diffusion current fluctuations, we derive the
following equations:

ot
Ce(x,y,t)° = —&/ jzr(x,y, 0, )°dt (> 0) (Al6a)
zmF Jo
and
s Om [t. s
gf(xryr t) = 7ﬁ/0 ]Z,f(x/y/ Or t) dt (> 0) (A16b)

Negative current fluctuations lead to positive height fluctuations. The total surface
morphology is the linear combination of both components.

L0,y t)° =Ly, 1) + Z(x, 9, 1)° (A16¢)

The introduction of the complex Fourier transform allows us to separately calculate
the self-organization of 3D nuclei on the rigid and free surfaces.
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