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The effect of electrodeposition process parameters on the
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Cell voltage — current density dependences for a model electrochemical cell of
fixed geometry were calculated for different electrolyte conductivities, Tafel slopes and
cathodic exchange current densities. The ratio between the current density at the part of
the cathode nearest to the anode and the one furthest away were taken as a measure for
the estimation of the current density distribution. The calculations reveal that increasing
the conductivity of the electrolyte, as well as increasing the cathodic Tafel slope should
both improve the current density distribution. Also, the distribution should be better un-
der total activation control or total diffusion control rather than at mixed activa-
tion-diffusion-Ohmic control of the deposition process. On the contrary, changes in the
exchange current density should not affect it. These results, being in agreement with
common knowledge about the influence of different parameters on the current distribu-
tion in an electrochemical cell, demonstrate that a quick estimation of the current distri-
bution can be performed by a simple comparison of the current density at the point of the
cathode closest to anode with that at furthest point.
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INTRODUCTION

Recently, the new concept of current line division for the analysis of the current
distribution in electrochemical cells was introduced and evaluated by considering, as an
example, the phenomenon known in electroforming as “corner weakness”.! It was
shown that it is possible to explain not only this phenomenon, but also the origin of a
crack appearing in the deposit along the bisector of the angle between a plain electrode
surface and a protrusion perpendicular to it. It was also shown that the complete current
density (c.d.) distribution, along the cathode profile, as shown in Fig. 1, can be calcu-
lated using the values of the c.d. at the front part of the cathode elevation and the c.d. at
the front part of plain cathode surface outside the “shadow” of the elevation. It should
be noted that just this ratio between these current densities is a criterion for the estima-
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tion of the c.d. distribution, i.e., for a brief judgment about the c.d. distribution it is not
obligatory to calculate the complete distribution along the cathode profile. Hence, the
purpose of this communication is to demonstrate how the effect of different parameters
on the c.d. distribution can be estimated by analysis of the ratio between the current den-
sities at the points of the cathode nearest to and furthest from the anode.

In the case of total Ohmic control of the deposition process, it is obvious that the
c.d. at the elevation near to the anode, j,,, can be expressed as
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where jis the current density at the plain cathode surface far from the anode, / —the
interelectrode distance and 4 — the height of the elevation as denoted in Fig. 1.

In the case of activation-Ohmic control, the situation is somewhat different. The
voltage imposed on an electrochemical cell, E¢[j, can be expressed not only as a func-
tion of j¢ for the part of the cathode far from the anode (2), but also as a function of j,, for
the cathode segment near to anode (3):
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where b, and b and jo, and jo. are the anodic and cathodic Tafel slopes and ex-
change current densities, respectively, ji the limiting diffusion current density for
the cathodic process and [the resistivity of the solution.

Using the above equations and the assumption that the diffusion layer, [ is uni-
form all over the cathode surface and much thinner than the height of the elevation

h>> 0 “4)

the metal deposit profile in the “shadow’ of the elevation (dashed region in Fig. 1)
can be effectively calculated, as was shown recently. !

However, an estimation of the effects of different parameters on the current den-
sity distribution can be made by simply plotting the dependencies (2) and (3), i.e., E¢el
as function of current densities at the parts of the cathode near to, j,,, and far from the an-
ode, jf, respectively.

Hence, the effect of the solution resistivity can be estimated by comparing the
Ecel1 —jn with the Eop) — jy dependencies calculated for different resistivities (L =2 [
cm; [b=>5 0 cm; [ =10 [0 cm), while all the other cell parameters are kept constant: /4
=[=5cm, b, = 40 mV/dec, b, = 120 mV/dec, joa = joc = 0.1 mA/cm? and ji =7
mA/cm?. The calculated dependences are plotted in Fig. 2 from which it can be seen
that, besides the conductivity of the electrolyte, the kind of the control of the deposition
process also determines the current distribution.



CURRENT DENSITY DISTRIBUTION 133

ANODE

{+h

Fig. 1. Schematic representation of
an electrochemical cell.
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Fig. 2. Dependencies of the current densities at the near and at the far part of the cathode on the cell
voltage, for different solution resistivities.

From the diagrams in Fig. 2, the dependencies of the current density at the near on
the current density at the far part of the cathode can be derived. The result is shown in
Fig. 3, together with the boundary dependences calculated using Eq. (1). As can be
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Fig. 4. Dependensies of the current densities at the near and at the far part of the cathode on the cell
voltage for different cathodic exchange current densities.

seen, the larger the conductivity of the electrolyte, the better is the current density distri-
bution. Also, the distribution is better under total activation control at low cell voltages
and under total diffusion control at high cell voltages than under mixed activa-
tion-diffusion-Ohmic control, at medium cell voltages.
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The effect of the cathodic exchange current density, joc, can be analyzed in the
same manner. The E.q) — j and E¢p — jr dependencies were calculated for different
cathodic exchange c.d.s (joc1 = 0.1 mA/cm?2, oo = 1073 mA/cm?, joe; = 10~ mA/cm?),
keeping other parameters constant: b, = 40 mV/dec, b, = 120 mV/dec, jp, = 0.1
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mA/cm?2, ji =7 mA/cm? and 0= 5 0 cm. The result of this analysis is shown in Fig. 4.
The corresponding derived dependencies of the current density at the near on the cur-
rent density at the far part of the cathode are given in Fig. 5. It can be seen that a change
in the cathodic exchange current density does not effect the current density distribution
(Fig. 5). The same should be expected for changes in the anodic exchange current den-
sity (¢f- Egs. (2) and (3)).

Finally, the effect of the cathodic Tafel slope, b, is illustrated in Fig. 6 where E¢|f
— jn and E.q)1 — jr dependencies are plotted for b, ranging between 60 and 350 mV/dec
and b, =40mV/dec, joc =joa=0.1 mA/cm? ,j; =7 mA/cm? and [=5 [ cm. The corre-
sponding j,, — jr dependensies are given in Fig. 7.

From Fig. 7 it can be concluded that increasing the cathodic Tafel slope consider-
ably improves the current density distribution.

Itmust be stressed that the above considerations do not require experimental verifica-
tion because it has been clearly shown that the current density — cell voltage dependencies
can be successfully calculated using the corresponding kinetic parameters, interelectrode
distances and solution conductivity, for different distances at the electrode surface.?

CONCLUSION

The results of above the considerations are in harmony with common knowledge
about the influence of the solution resistivity and cathode polarizability (Tafel slope) on
the c.d. distribution during metal deposition. The lack of influence of the exchange c.d.
could also be expected. The exchange c.d. could be of importance only if its value ex-
ceeds that of the limiting diffusion c.d., which is characteristic of extremely fast cath-
odic deposition processes (e.g. the deposition of Ag).3 All this speaks in favor of the va-
lidity of the here performed estimation of the current density distribution, which com-
prises the simple comparison of the cathodic c.d. at the cathode point closest to the an-
ode with that at the furthest point.
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U3BO

YTULAJ ITAPAMETAPA EJTIEKTPOXEMUJCKOI TAJIOXKEBA METAJIA HA
PACIIOJEJLY CTPYIJE Y EJIEKTPOXEMUJCKOJ REININ

K. 1. IOMOB', P. M. CTEBAHOBWR? u I1. M. X)KUBKOBUR!

]TGXHOJLOM{KO-M&TA!I./WPMKL{ aryaitieini, Ynusepsuiteiti y beozpaoy, Kapnezujesa 4, . iip. 35-03, 11000 Geozpao u
UXTM - Lentwiap 3a eaexitipoxemujy, thezowesa 12, . ip. 815, 11001 Beozpao

3aBHUCHOCTHU HamoOHA Ha heJuju off TyCTHHE CTpYje, 3a MOJIeN eneKTpoxemujcke henmje
(pukcHe reoMeTpuje, pauyHaTe Cy 32 pa3NIHIATe IPOBOAJBMBOCTH eJeKTponnTa, Tadenose
HaruGe Kao M 3a pa3lInInTe KaTofHe I'yCTUHE CTpyje n3MeHe. OnHoc n3Meby ryctuHe crpyje
Ha IeJly KaTojie HajOKeM aHO/IU M OHe Ha HajyaJbeHUjeM IeTTy Y3€T je Kao Mepa 3a IPOLEeHY
pacmopiene ctpyje. Pe3ynratu mpopadyHa yKa3yjy Ha TO fia je pacmojena cTpyje 0osba Kop
ejekTponuTta ca BehoMm mpoBompuBomhy Kao M KO mpoleca Koje Kapakrepuiry Behn
TadenoBu Harnou. Takobe pacrnofena je 60/ba y yCIOBHMA YUCTE AKTHBAIMOHE M YHCTE
nudy3uoHe KOHTPOJIE HEro y yCIOBAMA MEIIOBUTE aKTUBAIMOHO-AH(Y3NOHO-OMCKE KOH-
Tpoie. Hacynpot Tome, npoMeHe I'yCTHHE CTPYje U3MEHe He yTU4y Ha pacnoyeny crpyje. Opu
pe3yJITaTu cy y cKilafly ca foOpo MO3HATUM IIPAaBUIMMA O YTULAjy Pa3IMIUTHX IapaMeTapa
Ha pacnofielly CTpyje M yKasyjy Aa ce pacnojena CTpyje MOXKe HPOLEHUTH NPOCTUM Mope-
beweM rycruHe cTpyje Ha ey KaToje HajOIKeM aHO[IU ca OHOM Ha Hajyfa/beHUjeM JIelTy.
(ITpumibero 23. okro6pa 2000)
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