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Abstract The nickel-iron alloy electrodeposition is affected
by a superimposed magnetic field. Some previous papers
[Msellak et al., Magnetohydrodynamics, 39:487—493, 2003
and Msellak et al., ] Magn Magn Mat, 281:295-304, 2004]
have exhibited some dramatic changes in iron amount and
morphology of these deposits. As it is usual for a magnetic
field up to 1 T, no charge transfer effect can be expected, and
the observed modifications can be explained by the
magnetohydrodynamic convection that controls the iron
species flux during the electrochemical reaction. By electro-
chemical impedance spectroscopy and physical investiga-
tions (scanning electron microscopy, X-ray diffraction, and
inductively coupled plasma), the reduction process is ana-
lyzed, the characteristic parameters of the mechanism are
determined, and the magnetic field effects can be quantified.

Keywords Iron—nickel alloy - Electrodeposition -
Magnetohydrodynamics - Electrochemical impedance
spectroscopy

Introduction

In two previous papers [1, 2], we have undertaken the
analyses of magnetic field effects on Ni—Fe alloy electrode-
position. For the experimental conditions that have been
chosen, the induced magnetic convection dramatically
changed the surface morphology and the iron amount of
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the deposited alloys. These results are in accordance with
previous papers on classical magnetohydrodynamical
(MHD) effects that increase the surface concentration of
electrochemical species that are under diffusion control  [3,
4]. For the anomalous Ni-Fe codeposition that has been
largely investigated [5—11], a mechanism model has been
developed by Matlosz [10] and confirmed by electrochem-
ical impedance spectroscopy (EIS) measurements [11]. In
this model, Ni(I),qs and Fe(I),qs species compete for
adsorption, and Fe(OH)" acts as an inhibiting species for
the nickel electrodeposition. Zech et al. [12, 13] developed a
model in which a catalytic step was added to explain the fast
reduction of iron species when nickel species are present in
the solution. Later, Vaes et al. [14, 15] brought some
experimental evidences, which belie the role of the hydroxyl
intermediates. In this paper, our goal is to investigate the
electrodeposition of the Ni—Fe alloy under MHD conditions
by dynamic electrochemical technique (EIS) for determining
the characteristic parameters of the electrochemical reactions.

Experimental conditions

Experiments were performed with a classical three-electrode
cell that was thermostatically controlled at a constant
temperature (25 °C) by circulating water in the double wall
of the cell. The cell was put into the gap of an electromagnet
(Drusch EAM 20G). The applied magnetic field was uniform
and homogeneous onto the whole cell. The working electrode
was a 6-mm-diameter downward copper disc that was placed
parallel to the horizontal magnetic field. The counter electrode
was a platinum grid, and the reference electrode was a
saturated mercury sulfate electrode (SSE).

For stationary current—potential curves I(E), before each
measurement, a predeposit was made at a constant potential
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(Eappr=—1.4 V/SSE during 5 min), and the I(E) curve was
recorded with a low scan speed (2 mV/s) to be able to
assume quasi stationary conditions. E is the actual potential
vs the reference electrode potential (E=E,pp—Rs. with E,p)
as the potential applied between the working electrode and
the reference electrode and Rg the electrolytic resistance).

The EIS experiments were performed in a potentiostatic
mode by means of an electrochemical interface (Solartron
1286) coupled with a frequency-response analyzer (Solartron
1250). Before each EIS measurement, the working electrode
was mechanically polished, using Struers papers of different
grades, up to 4,000 and the alloy was electrodeposited at the
same constant potential value that was applied for the EIS
experiment. This potentiostatic deposition was realized during
a sufficient time to get a stationary current. To confirm no
surface evolution, the stationary currents before and after the
EIS experiment were compared, and data were kept if no
current modification was noticed. The low frequency domain
(frequency < 10 mHz) was not investigated to avoid the
surface and current evolutions. All the experiments were
realized at least three times, reproducibility was confirmed,
and the average values were used for analyses. The electrolyte
was an acidic sulfate solution made with distilled water
containing metal ions (from NiSO,4, 6 H,O and Fe SOy, 7
H,0) and boric acid. Sodium sulfate was added to keep
constant the sulfate concentration. The solution pH was
adjusted to 3 with few drops of sulfuric acid. The alloy
chemical composition has been determined by means of an
absorption atomic spectroscopy analysis (inductively cou-
pled plasma [ICP]) after dissolution of the NiFe deposit by
nitric acid solution.

Results and discussion
Stationary mode
Nickel electrodeposition

For a solution without iron ions, the current—potential
curves measured with or without a superimposed magnetic
field are similar and only a slight increase of the current can
be noticed for cathodic potential £ up to —1.4 V/SSE
(Fig. 1). For more negative potentials, the increase of the
current that can be observed is due to the MHD convection
that is effective on the hydrogen ion, which reacts under
mass transport control. For low overpotential, the nickel ion
is not mass-transport controlled, and the charge transfer
regime occurs in two Tafel steps:

Ni(II)+e™ — Ni(I),4 (step 1)
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Fig. 1 Current density—potential curves (/ vs —E) for nickel electrode-
position and different superimposed magnetic fields. NiSO4=0.5 mol 1",
Na,S0,=0.6 mol I, H;BO;=0.4 mol 1", pH=3, T=25 °C

Ni(I),4+e~ — Ni (step 2)

where the subscript ads stands for adsorbed.

Furthermore, the hydrogen reduction current can be
regarded as negligible. Therefore, the lack of magnetic
effect on the total current is coherent with previous results
[16, 17].

For the nickel reduction, according to steps 1 and 2, the
total faradic current is given by:

I= FAJk; .Cn.(1—6x)+k.I'n.6n] (1)

where F is the Faraday constant, 4 is the total surface
electrode, Cy is the concentration of the reactive Ni(I)
species at the electrode surface. Ay is the fraction of the
surface covered by the Ni(I),qs species, and [y is the
surface concentration of Ni(I),qs on the adsorbed surface; it
is a constant and has a typical value equal to 8x 10> mol
m 2 [18]. k, and k, are the rate constants of the two steps,
respectively 1 and 2, and they are expressed by:

ki:k?exp(—bi.E) (2)

in which the pre-exponential term k° depends on the
reference potential and b; is the corresponding Tafel
coefficient in the step i.

For steady state (dfn/dt=0), the covered surface ratio
Ons 1s:

9N52k1.CN/(k].CN—|—k2.FN) (3)

And, therefore, the total stationary faradic current /; can
be expressed by:

IS: ZFA[kleCNFN/(kl CN+k2FN)] (4)

The logarithmic curves Is vs E exhibit two slopes
(Fig. 2) and two Tafel coefficients b, and b, can be
estimated (Table 1). The first coefficient b; does not depend
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Fig. 2 Semi-logarithmic representation of the current density—
potential curves [log(/) vs —E]. B=0. Same solution as Fig. 1

on the applied magnetic field and the mean value 20 V' is
similar to the Tafel coefficient found by previous workers
[11, 18]. The second slope b, is determined in a potential
zone in which hydrogen reduction is more effective, and an
apparent increase of the b, coefficient can be noticed. The
magneto-induced convection induces two effects in this
potential domain: The first one is removing the hydrogen
bubbles that germinate on the surface and therefore the
electrode surface is not covered by hydrogen, and the actual
surface is totally accessible for electrochemical reactions.
The second is a classical convective effect, which is very
effective for more cathodic applied potentials and leads to
the current increase (Fig. 1). Finally, the result for the b,
coefficient determination under MHD convection is an
average value very similar to the value found by Wiart for
nickel electrodeposition from Watts bath at a rotating disk
electrode. This independence of the Tafel coefficient on
magnetic field up to 1 T is completely in accordance with
old and recent published results [17, 20, 21]

Nickel—iron electrodeposition
For solution containing iron ion species during the

electrodeposition of the alloy, according to Matlosz [10],
we may take into account two other reactions which

Table 1 Tafel coefficients b; and b, for nickel system (free iron
solution)

BIT byv! bo/V! (by+b)V !
0 20.4+0.6 3.440.1 23.840.7
0.3 19.5+0.6 5.8+0.2 25.3+0.8
0.6 19.3£0.6 8.5+0.3 27.840.9
0.9 20.5+0.6 8.7+0.3 29.240.9

NiS04=0.5 mol I, Na,S04=0.6 mol I 7, H;BO3=0.4 mol 1 7,
pH=3, T=25 °C

involve the iron species and occur simultaneously with
the two nickel steps:

Fe(Il)+e~ — Fe(I), 4 (step 3)

(step 4)

Fe(I),4+e  — Fe

ads

When hydrogen evolution is negligible and due to the
MHD convection, the surface coverage by mass-transport-
controlled Fe(Il) species is more effective. Therefore, the
iron amount in the deposit increases, and because Fe(Il)
species reaction is slower than Ni(Il) reduction, the total
current decreases [1, 2].

For an applied potential equal to —1.4 V/SSE, the
codeposit analyses by absorption atomic spectroscopy
(ICP) exhibit that the hydrogen evolution can be disre-
garded; therefore, the total current may be expressed as the
sum of four terms:

]Z F.A(V1+V2+V3—|—V4) (5)

Where v; is the rate of the corresponding step. Because
iron species are under mass transport control, these rates
can be expressed as:

vi=ki.Cn(1—6n—06F) (6a)
va=ky.I'N.On (6b)
v3=(Dy.Cy /8)(1—On—0F) (6¢)
va=ky.I'.0F (6d)

where Cp is the bulk solution concentration of Fe(Il)
species that react at the electrode and § is the diffusion
layer thickness. Dy is the diffusion coefficient of Fe(Il) ion
and is equal to 4.6x10 """ m? s ' [10]. I, O ks and k4
stand for the classical meaning for the iron species
parameters.

At steady state, because v;=v, and v3=vy, the two ratios
can be determined and the total current is (by convention
the current is positive):

ITr= FA.[(Y1+k1 CN)(I_9N8_0F8)+Y2~9FS+kZ-FN~9NS]
(7)

where fns and Opg are the covered surface factions in
stationary mode and are expressed as:

Ops=1/[1+(Y2/ Y1) (1+k1 Cn/ kI 'N))] (8a)
and
Ons=1/[1+(1+Y,/Y>).(ka '/l CN)] (8b)
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with The first term of this expression, which is related to the
Yi=Ds.Cy/$ (8¢) charge transfer resistance, can be calculated as:

and (81/8E)9N :Rc_t]

Yo=ky. Tk (8d) = FA(b1+by)kika CNIN/ (ki Cntho I x) - (12)

Dynamic analysis
Nickel electrodeposition

The EIS measurements have been carried out during the
nickel electrodeposition for different superimposed magnetic
fields. Figure 3 shows some impedance diagrams plotted in
Nyquist plan for an applied potential E=—1.4 V/SSE.

In the high frequency range (frequency > 10 Hz), the
electrochemical impedance Zyf is given by [22]:

Ziap = RS+[R/ (14Re. (j0)*.Q)] (9)

with j = (—1)"? and w as the angular frequency (w =2.70.f, f
the frequency in Hertz).

R is the charge transfer resistance, Q is the constant
phase element that is representative of the double layer
phenomenon, and « is an empirical positive constant in the
range 0 to 1. When « is equal to 1, Q is entirely identifiable
to the double layer capacity Cy). If « is lower than 1, Cy
can be expressed according to:

Ca=Q/".(RS14R;N) " (10)

Assuming that the mass transport effect is negligible, the
derivation of the stationary current (Eq. 4) leads to the
faradic impedance Zg expression:

Zi ' =A1/ AE=(01/0E), +(01/00x )5 (A0x/ AE) (11)

:(b1+b2)15/2

Therefore, from the experimental high frequency imped-
ances, Ry, Rs, a, O, and Cg4 are obtained by matrix
regression adjustment. To estimate the accuracy of the
calculated parameters and avoid wrong local minimum
determination, the calculated parameters are validated by an
accurate comparison between experimental and calculated
impedance values, frequency for frequency, and the home-
made fitting software execute convergence tests. Their
values are listed in Table 2 for different superimposed
magnetic fields. If the amplitude of the high frequency
capacitive loop decreases with the magnetic field, the
product of the stationary current /5 and the charge transfer
resistance R, remains constant and equal to 73+2 mV. This
fact confirms the magnetic field independence of the kinetic
parameters, and we can observe that the other physical
terms are not so much modified by magnetic fields. Using
the nickel electrodeposition mechanism analysis [19] and
the Tafel coefficients b, and b, obtained by our experimen-
tal study, it is possible to calculate the two kinetic constants
ky and k,. For an applied potential equal to —1.4 V/SSE,
these values are 2.6x10° m s ! and 16 mol m2 s,
respectively. These values lead to a resistance charge
transfer value of 31 €2, which is of the same order than the
experimental values listed in Table 2, and a concentration
Cy of the electroactive Ni(II) species equal to 0.04 mol 17"
This concentration value cannot correspond to a hydroxyl
Ni(OH)" concentration in the electrolyte, which would be
much more lower.

Taking into account the equilibrium constant of the Ni
(OH)" formation, which is about 2x10% [9] with our pH
value equal to 3 and a Ni*" bulk concentration equal to

Table 2 Nickel electrodeposition parameters for free iron species
solution

e Bl Ry o« 10°0Q/1S Cq/ R Iy Rudd  (bi+hy)
g T Q unit uF Q mA mV v!
0 15 092 56 30 38 19 72 28
0.3 12 0.88 99 39 32 23 74 27
T 2 0.6 12 0.89 83 37 31 24 74 27
138 K 09 13 091 71 34 29 25 72 28
-‘4 L] Ll 1 L}
0 10 2 30 0 o0 Same conditions as Table 1. Applied potential E=—1.4 V/SSE
Re-Rs(Q) Rg Electrolytic resistance, o adimensional term, Q constant phase

Fig. 3 Nyquist diagrams of EIS data for different magnetic field
amplitudes. Same solution as Fig. 1. Applied potential E=—1.4 V/SSE
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0.5 mol I"', the Ni(OH)" concentration would be approx- e
imately equal to 10”7 mol. L™". —»—03T
e 06T
——0.9T
Nickel—iron electrodeposition
In this case, the faradic impedance Z’F that is obtained by  z
derivation of Eq. 7 is: E r
Z’F:[R’c; 4 Br.(A0r | AE)+Bx.(Abx | AE) 2] e prasre
o (13) -4+ \ oshre
+(0I/OCr).(DCr/DE) j' St ¢
where R’ct is the new charge transfer resistance: % 0 s © 15 2 25 30 35 40 45

R,thI/[FA.(kaQFNeNs-l—b]k] CN(I—9F3—9Ns)+b4k4FF6Fs)]

(14)
and
BF:(81/89F): FA[klcN-l-Y]—Yz] (15a)
Bn=(01/00x)= FA.Jki Cx—hky TN+ Y1] (15b)
AQN/AE: Re(@N)+]Im(9N) (15d)
in which
Re(0y)=[Xi X3+ 0° X4 / [ X5 + 0’ X7 ] (16a)
and

-im(Q)

Re-Rs((2)
Fig. 5 Nyquist diagrams of EIS data for different magnetic field
amplitudes. NiSO,=0.5 mol "', FeSO,4=0.1 mol 1", Na,SO,=
0.6 mol 1!, H3BO3=0.4 mol 1!, pH=3, T=25 °C. Applied potential
E=—-1.4 V/SSE

Where the index X is N for Ni(Il) species and F for Fe
(II) species. The other parameters used in Eqs. 16a and 16b
are defined as:

F1:b4Y29psN3—Y1N1 (178.)
Fy=b,Y,0:sNy— Y1 N3, (17b)
F3=(Y,+Y2).N;—*Ns Tk (17¢)
F4:(Y1+Y2).N4+FFN3 (17d)
N1=(Y1+Y2).T—k1CNb4Y29FS (176)
Ny=T.T% (17f)
N3=(Y1+Y2).S—YlkICN—a)ZFNFF (17g)
Table 3 Parameter values for Ni—Fe alloy electrodeposition

B/ Ry 10°01S Co/ R I/ Rody
T Q unit uF Q mA mV
0 15 0.96 26 19 43 2.04 88
0.3 16 0.95 27 19 39 2.04 80
0.6 15 0.94 32 21 36 2.1 76
0.9 15 0.93 36 21 38 1.86 71

Re-Rs(0)

Fig. 4 Nyquist diagrams of EIS data for different magnetic field
amplitudes. NiSO4=0.5 mol 17!, FeS0,=0.01 mol 1!, Na,SO,4=
0.6 mol 1!, H3BO3=0.4 mol 1!, pH=3, T=25 °C. Applied potential
E=-14 V/SSE

NiS04=0.5 mol 1"/, FeS0,=0.01 mol 17, Na,S0,=0.6 mol 1/,
H;BO;=0.4 mol I"’, pH=3, T=25 °C. Applied potential E=—1.4 V/
SSE

Rs Electrolyte resistance, o adimensional term, Q constant phase
element, Cq double layer capacity, R transfer charge resistance, /g
current
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Table 4 Parameter values for Ni—Fe alloy electrodeposition

B/ Ry « 10°01S Co/ R I Redy/
T Q unit uF Q mA mV
0 13 092 50 27 33 1.96 65
0.3 13 095 56 39 34 1.74 59
0.6 14 093 65 41 35 1.72 60
0.9 14 092 49 27 38 1.79 68

NiS04=0.5 mol 1"/, FeSO,=0.1 mol 1/, Na,S0,=0.6 mol 1/,
H;B0O;=0.4 mol I"’, pH=3, T=25 °C. Applied potential E=—1.4 V/
SSE

Rs Electrolyte resistance, o adimensional term, Q constant phase
element, Cy; double layer capacity, R, transfer charge resistance, I
current

Ny=STs+(Y1+Y2).I'n (17h)

where:
S=kiCn+ky I’y and T=bykr I'NOns—b1ky CN.(l—HNs—st)
(18)

When mass transport term (AC/AE) can be neglected
therefore the total impedance Z' can be written as:

Z'=Rs+7: | (Z}+73)~j.21 | (Z+23) (19)
where:
Z,=R;'++Br.Re(fr)+Bx.Re(On)+0.0" cos(ar/2)

20a
and (20a)

Zr=.[Br.Im(6r)+Bn.Im(6x)]+0.0% sin(ar/2) (20b)

Table 5 Experimental and calculated parameter values for different
magnetic field amplitudes (same electrolytic conditions as in Table 3)

BIT 0 0.3 0.6 0.9
Ia/mA 2.0 2.0 2.1 1.9
Loyy/mA 2.04 2.04 2.10 1.86
R’C el /Q 43 44 37 45
oo / 0 46 39 36 39

%Fe ca 7.4 9.5 14.2 17.2
%Fe exp 9.0 9.2 10.8 17.3
10* ¥;/mol m? 5! 1 14 22 2.7
Oxs 0.4 0.4 0.4 0.3
Ors 0.2 0.3 0.3 0.4
by/V1 11 25 48 31

10* Yo/m ' s7! 1.6 2 2.8 22
10* I'v/mol m 2 0.24 0.53 1.3 1.3

cal and exp stand for calculated and experimental, respectively. /
electrolytic current, R., and R, charge transfer resistance, %Fe iron
amount in the deposited alloy. Y, and Y, are defined by Egs. 8c
and 8d, respectively. fy and Oy are the ratios of the surface covered
by Ni(I).gs and Fe(l),qs, respectively. by is the Tafel coefficient for
step 4.
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Table 6 Experimental and calculated parameter values for different
magnetic field amplitudes (same electrolytic conditions as in Table 4)

BIT 0 0.3 0.6 0.9
Ia/mA 2.00 1.76 1.70 1.80
Lxp/mA 1.96 1.74 1.72 1.79
R/ 02 36 48 52 57

wexp / 12 34 35 35 39
%Fe ca 26 57 59 62
%Fe exp 31 58 60 62
10° Y;/mol m? s! 0.5 1.6 1.8 2.6
Oxs 0.4 0.15 0.15 0.1
Brs 0.25 0.7 0.7 0.7
by/V1 21 25 22 19
10* Yo/m s} 7.0 3.7 3.6 4.1
10* I'v/mol m 2 0.8 42 35 2.5

cal and exp stand for calculated and experimental, respectively. /
electrolytic current, R., and R, charge transfer resistance, %Fe iron
amount in the deposited alloy. Y; and Y, are defined by Eqgs. 8c
and 8d, respectively. Ay and Oy are the ratios of the surface covered
by Ni(I),gs and Fe(I)ngs, respectively. by is the Tafel coefficient for
step 4.

Some examples of experimental EIS diagrams measured
for two iron species concentration are shown in Figs. 4 and
5. The effect of the inhibiting iron species is highlighted by
the very large inductive loops for middle frequency range,
and the diffusion phenomenon for these same species leads
to the low frequency range capacitive loop. The surface
development and the hydrogen evolution thwart long
measurement times, and it is not possible to get accurate
results for frequency lower than 10 mHz.

Analyzing the high frequency capacitive loops, one can
estimate the parameters as it was done for nickel electro-
deposition from iron-free solution (Tables 3 and 4).

-im/Q
T

10 2:3 0 40 50 60
Re/Q

Fig. 6 Experimental (/ and 3) and calculated (Eq. 19; 2 and 4)

electrochemical impedance diagrams. Same electrolytic conditions as

Fig. 4. B=0 for diagrams / and 2. B=0.9 T for diagrams 3 and 4
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Because the charge transfer resistance depends on the
covered surface ratios (Eq. 14) and therefore on the
diffusion layer thickness (Eq. 8a—c, and d), it is not possible
to conclude on the magnetic field effect on charge transfer
steps as for simple nickel case.

Taking into account the inductive loops that are
dependent on the iron species diffusion process, it is
possible to determine all the parameters that are involved
in the electrodeposition process and that lead to the
stationary and dynamic expressions (Eqgs. 7 and 19).

These calculations were undertaken by the same regres-
sion method than for nickel case. Moreover, a comparison
between experimental values of stationary currents and
atomic iron amounts in the deposit and the values that can
be recalculated with parameters derived from the imped-
ance diagram analyses was included in the fitting software.
That method and the parameter values obtained before with
nickel electrodeposition analysis allowed a statistical
determination of the R/Ct, Y1, V>, I'r and b4 values (Tables 5
and 6) with standard errors less than 5%.

For the lowest iron concentration, the model fits very well
the experimental diagrams (Fig. 6), and the determined
parameter values are in a very good accordance with the
experimental ones (Table 5). For low frequencies (frequency
< 0.05 Hz), the EIS calculated data do not match the
experimental ones for higher iron concentration and high
magnetic fields. In fact, a Warburg impedance term has to be
added to fill up the model, which is not possible due to the
lack of precision on the low frequency data. Nevertheless,
the two tables (Tables 5 and 6) show that the magnetic field
has no effect on the iron charge transfer process. Indeed, for
a constant iron concentration, the Y, (Y5 = k4.IF) term keeps
a constant value for any no zero magnetic field amplitude.
That is more particularly true when the iron current
percentage is higher due to a high iron species concentration
and an effective magnetic convective effect. Moreover, the
Y, value that is obtained for high iron concentration, and no
magnetic field has to be disregarded because in this case, the
natural convection does not allow an actual accurate
determination. Finally, an average Tafel coefficient can be
estimated as b,=28 V', which is comparable to previous
results [10, 11]. For the Y; term, which represents the
convective diffusion process induced by the magnetic field
(Y7 is the iron species flux at the electrode), three points may
be highlighted. The first one is that no iron concentration
effect is noticeable on the diffusion layer thickness when the
magnetic field is superimposed. This result is coherent with a
Lorentz force effect and the total current that is quite
constant for this applied potential. The second one is the lack
of precision that has been mentioned above, which prevents
any correct determination for the relationship between
magnetic field amplitude and diffusion layer thickness.
Further investigations have to be undertaken specially by

means of MHD transfer function analyses [23], which could
supply more precise data and opportunities for parameter
determinations. The last remark concerns the amplitude of
the bulk concentration of the electroactive iron species: With
a superimposed magnetic field as used in our experiments, a
typical order of the diffusion layer thickness is in the order of
some dozens of micrometers. Therefore, the Cy can be
estimated in about ten times less than the Fe** concentration,
which is much more than the hydroxyl Fe(OH)" [9]. We find
for iron ion reduction the same conclusion than for Ni(Il)
reduction mechanism. Therefore, the reactive species at the
electrode cannot be the hydrolyzed metal ions, which have a
too low bulk concentration. This conclusion is in accordance
with [14, 15], which concluded that a hydroxide-based
model cannot explain the NiFe alloy codeposition.

Conclusion

Iron nickel alloy electrodeposition has been realized with
different superimposed magnetic fields. For a horizontal
downward electrode in a homogeneous, constant, horizon-
tal magnetic field, stationary and dynamical analyses lead
to determine the mechanism parameters of the electrochem-
ical reactions. The magneto-induced convection decreases
the diffusion layer thickness and consequently controls the
iron amount in the deposit. The values of the kinetic
parameters that can be obtained do not support mechanism
with hydroxyl intermediates. Finally, the magnetic field
does not provoke a noticeable modification on the charge
transfer process.
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