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Inhuence of an inert electrolyte on the morphology of quasi-tw-dimensional electrodeyosits
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The inLence of an inert electrolyte (sodium sulfate) on quasi-two-dimensional copper electrodeposi-
tion from a nondeaerated aqueous copper sulfate solution has been analyzed. The dilerent morpholo-

gies for a fixed concentration of CuSO& have been classified in a diagram in terms of the applied potential
and the inert electrolyte concentration. The main conclusion is the extension of the well-known Ohmic
model for the homogeneous growth regime for copper sulfate solutions with small amounts of sodium

sulfate. Moreover, we have observed the formation of fingerlike deposits at large applied potential and
inert electrolyte concentration values, before hydrogen evolution becomes the main electrode reaction.

PACS number(s): 68.70.+w, 82.45.+z, 61.50.Cj

I. IN il.ODUCTION

It is well recognized that electrochemical deposition is
a typical example of far from equilibrium growth phe-
nomena [1,2]. In particular, quasi-two-dimensional elec-
trodeposition is useful to analyze and discuss diFerent
pattern morphologies that can be obtained under none-
quilibrium conditions. In such experiments, a metallic
electrodeposit is grown from a thin layer of aqueous elec-
trolyte solution containing the metal cation to be re-
duced. Actually, it has been clearly shown that the elec-
trodeposit morphology depends on a series of experimen-
tal parameters such as cation concentration, applied po-
tential difFerence, cell dimensions (mainly cell thickness
and electrode separation), etc. [3-6].

However, the efFect of the composition of the electro-
lyte solution on the quasi-two-dimensional electrodeposit
morphology has not been widely studied. Restricting
ourselves to nondeaerated aqueous electrolyte solutions,
some aspects deserve special attention. First of all, one
should consider the presence of chemically inactive elec-
trolytes (inert electrolytes) which might afFect the trans-
port mechanism of the active cation from the bulk solu-
tion to the electrode surface. Second, chemically active
electrolytes could modify the nature of the metal species
in solution. This, for instance, would be the role of some
complexing anions. Finally, the effect of organic addi-
tives (surface active compounds) on the morphology of
these deposits is also an important question in this con-
text.

In particular, the aim of this paper is to study the
influence of an inert electrolyte on the deposit morpholo-
gy. In this sense, we have chosen the simplest situation
which consists in an electrolyte solution containing three
different ions, i.e., an inert electrolyte with the same
anion as the electroactive electrolyte. Following our past
experience with zinc electrodeposition at constant poten-
tial difference between anode and cathode in a parallel
cell from a ZnSO4 solution [S,6], our Srst attempt was
conducted with the system ZnSO4+Na2SO4. Moreover,
experimental conditions were selected in order to obtain

homogeneous (dense parallel branched) patterns, whose
steadily advancing front makes possible the reliable mea-
surement of the most distinctive growth features of the
metallic deposit. However, as also previously observed
by Kahanda and Tomkiewicz [7], we found that hydro-
gen evolution was the main electrode reaction after small
additions of sodium sulfate to a zinc sulfate solution
(1 MM NatSO4+0. 04M ZnSO4). According to previous
reports indicating that homogeneous patterns are also ob-
tained in copper electrodeposition under similar experi-
mental conditions [8,9], the system CuSO4+NaxSO4 was
finally chosen. Since copper is a more noble metal than
zinc, a quite ample range of experimental conditions
(constant applied voltage and inert electrolyte concentra-
tion) give rise to the characteristic homogeneous pat-
terns. In addition, and as reported below, other morpho-
logies different from homogeneous ones are also ob-
served.

The natural way to look for distinctive efFects of an in-
ert electrolyte on the standard quasi-two-dimensional
electrodeposition process is to characterize the different
deposit structures and their associated dynamic transi-
tions, obtained when appropriately varying the experi-
mental conditions. This is accomplished here by 6rst
presenting in Sec. III a diagram of morphologies restrict-
ed, for simplicity, to a fixed concentration of the elec-
troactive electrolyte. Actually, some of these morpholo-
gies turn out to be characteristic of the reference system,
i.e., without inert species. However, and more important,
we have also found other textures and morphological
transitions, preliminarily interpreted in Sec. V, that, as
far as we know, have never been reported before in stan-
dard references of quasi-two-dimensional copper electro-
deposition. In between, in Sec. IV, an Ohmic m.odel is
used to describe the homogeneous growth mode under
our particular experimental conditions. Finally, Sec. VI
summarizes some conclusions.

II. EXPERIMENT

The experimental setup for electrodeposition experi-
ments and data analysis has been described elsewhere
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[5,6]. Time sequence images of the aggregates were digi-
tized and processed to determine the growth velocity.
This parameter has been measured as the displacement
rate of the tips of the trees which determine the growing
front of the deposit. The calculated values agree with
those obtained by means of other methods, i.e., mean
height vs time.

Conductivity measurements were made using a Ra-
diometer CDM3 conductivity meter under the same ex-
perimental conditions as for the electrodeposition experi-
ments.

In most experiments, a quasi-two-dimensional electro-
deposition cell with a copper anode immersed in an anod-
ic solution compartment external to the electrolyte thin
layer has been used [6]. The cathode is a copper wire
parallel to the anode; its diameter determines the thick-
ness of the cell. Typical cell dimensions are cell thickness
105 pm, electrode separation 4 cm, and electrode length
11 cm.

Aggregates were grown at the cathode by imposing a
constant potential difFerence (up to 30 V). Electrolyte
solutions were prepared using ultrapure water supplied
by a Millipore Milli Q system, and reagent grade cupric
sulfate and sodium sulfate (Merck, p.a. grade). The puri-
ty of copper electrodes is 99.98%.

Electrodeposition experiments were performed at room
temperature (2021'C).

The concentration effects on ion mobility were evalu-
ated by means of the Debye-Huckel-Onsager theory [10].
Conductivity data of unsupported Cus04 solutions were
taken from Miller et al. [11].

III. EXPERIMENTAL RESULTS

A. Di@pam of morphologies

The different deposit morphologies are classified in the
diagram of morphologies of Fig. 1, as a function of sodi-

12-

FIG. 2. Open fractal copper electrodeposit corresponding to
zone II of the diagram of morphologies. The width of the pic-
ture corresponds to 23 mm. 6V= 5 U, [NazSO4] =1 mill.

um sulfate concentration and applied potential values
while keeping fixed the concentration of copper sulfate at
0.05M. Its dividing lines have been constructed after
analyzing over 75 patterns corresponding to different ex-
perimental conditions conveniently scattered on the dia-
gram. Only the Srst structure of the deposit up to ap-
proximately 5 mm is reported.

In zone I, a compact and very poorly structured depos-
it is obtained {itonly attains typical heights of 1 mm after
two hours of electrodeposition). In zone II, the first
structure is a red open fractal copper deposit (Fig. 2),
whereas in zone III, we observe a reddish, metallic,
homogeneous {dense parallel branched) pattern (Fig. 3).
The number of trees increases with the inert electrolyte
concentration and the applied potential. These two
structures are similar to some others reported previously
for copper electrodeposition in the absence of insert elec-
trolyte at small cell thickness (less than 100 pm) [8]. At
larger cell thickness, a black deposit is initially obtained,
attributed to the formation of a cupric oxide layer on the
copper deposit [12].

Under the experimental conditions corresponding to
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FIG. 1. Diagram of morphologies for copper electrodeposi-
tion from a 0.05M copper sulfate aqueous solution containing
sodium sulfate. Zone I:compact; zone II:open fractal; zone III:
homogeneous; zone IV: Sngerlike morphologies. Zone V corre-
sponds to hydrogen evolution.

FIG. 3. Homogeneous copper electrodeposit corresponding
to zone III of the diagram of morphologies. The width of the
picture corresponds to 23 mm. d V=5 U, [NazSO4] =4 mM.
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zones II and III, a dynamical morphological transition al-
ways takes place which reminds us of the well-known
Hecker transition. However, it shows some characteris-
tics (the color change and the new morphology appear-
ance) that are quite difFerent from those currently report-
ed for the Hecker transition in copper electrodeposits in
the absence of an inert electrolyte [12—14].

The transition normally takes place when the growing
front reaches a height of 7-8 mm. At this stage, a
change to a red and more compact structure is first ob-
served, and afterwards, another change to a denser and
highly ramified deposit with very thin branches is also
clearly seen. The extension of this intermediate compact
structure is not the same in all the experiments and, in
some cases, it is even very short, but it is always observed
before the formation of the last dense morphology.

Three properties of this last structure deserve special
attention: (i) its dull and grey appearance with a nonme-
tallic aspect, (ii) the presence of some hydrogen bubbles
without breaking the whole shape of the deposit, and (iii)
the tips of the thin branches which form a very well-
defined growing boundary in such a way that the deposit
profile reminds us of the typical viscous fingering shapes,
when observed at large length scales (Fig. 4). For this
reason, this texture is hereafter referred as a finger-like
morphology. When these fingers grow, they define a sort
of front, with higher separation between fingers than be-
tween trees in a homogeneous pattern. At larger devel-
opments of finger patterns, a new transition to red open
structures on the top of several fingers is clearly observed.

At higher inert electrolyte concentration and applied
potential values (zone IV), the first structure of the depos-
it is the finger pattern (Fig. 5). Like homogeneous pat-
terns, the number of fingers increases with the inert elec-
trolyte concentration and the applied potential. Under
the experimental conditions close to the transition be-
tween zones III and IV of the diagram of morphologies, a
more complex pattern is observed in most cases. In these
conditions, we can observe that the first portion of the de-

posit has the same fine structure as finger patterns, but its
growing front is parallel to the cathode. Before the for-

FIG. 5. Fingerlike copper electrodeposit corresponding to
zone IV of the diagram of morphologies. The vndth of the pic-
ture corresponds to 23 mm. b, V=25 V, [Na, SO4] =2 mM.

mation of fingers, the deposit morphology changes to a
homogeneous structure, and its further evolution is as
mentioned in the preceding paragraph. In zone V hydro-
gen evolution is the main electrode reaction and no de-
posit is obtained on the cathode.

Apart from the particular conditions under which the
newly found fingerlike texture is observed as the dom-
inant growth mode, it is worth noting that the deposit
morphologies, although similar, are always affected by
the presence of sodium sulfate. This is clearly evidenced
when comparing with the structures obtained from stan-
dard copper electrodeposition conducted at the same ap-
plied potential values. As a general rule, the presence of
the sodium sulfate renders the deposit better structured
and, in particular, for homogeneous patterns, the grow-
ing front is also more sharply defined. Actually, this
agrees with the previous observations by Kahanda and
Tomkiewicz [7].

B. Current density vs time dependence

The temporal evolution of current density during
copper electrodeposition under constant applied potential
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FIG. 4. Complex pattern showing the dynamical transition
from a homogeneous structure to a 6ngerlike texture. Notice
that the one structure of the Srst part of the deposit is the same
as that of the fingerlike morphology. The width of the picture
corresponds to 23 mm. b, V=5 V, [Na2SO~]=6mllf.
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FIG. 6. Typical current density vs time plot for zone III of
the diagram of morphologies. 5V=7 V, [Na2SO~] =2 mM.
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FIG. 7. Typical current density vs time plot for zone IU of
the diagram of morphologies. 6V=25 U, [NazSO4] = l.75 mM.

exhibits similar trends for the different morphologies.
A typical current density vs time plot for zone III is

shown in Fig. 6, and clearly involves different stages. The
first stage of this curve is a continuous decrease of
current until a minimum value is reached. During this
transient regime, which decreases when sodium sulfate
concentration and applied potential increases, the
cathode surface is covered by a stable deposit without ir-
regularities. %e can assign this behavior to nucleation
processes involved in the first steps of the electrodeposi-
tion reaction, and we can refer to this time range as the
induction time of the growth process. When the cathode
surface is fully covered by a regular deposit and a homo-
geneous structure is formed, current density increases un-
til the transition to a finger pattern takes place. At this
moment, current falls down and attains a minimum value
to rise again when the finger structure is formed and
grows steadily. This last behavior is also observed under
the experimental conditions close to the transition be-
tween zones III and IV. In this case, a current increase
always accompanies the dynamic transition between the
first fingerlike deposit and the homogeneous structure.

Figure 7 shows a typical current density vs time plot
for zone IV of the diagram of morphologies. The absence
of dynamical morphological transitions makes current
continuously increase after the initial minimum value.

IV. A MODEL FOR HOMOGENEOUS
PATI KRN GROWTH

The formation of homogeneous patterns from an aque-
ous binary electrolyte solution has been explained by as-
signing to migration the major role on the transport of
electroactive cations to the electrode surface [9,12,15,16].
Our aim, now, is to extend and test this Ohmic model for
the growth of a homogeneous pattern in the presence of
small concentrations of an inert electrolyte.

According to previous studies on the formation of
homogeneous patterns [9,12,15,16], a model to analyze
this growth mode may be formulated taking into account
the following assumptions: (i) if the ionic migration to-
wards the electrode surface is the limiting step of the pro-

cess, the concentration of electroactive species on the
electrode surface vanishes; (ii) copper electrodeposition is
the only reaction on the cathode surface, and only takes
place on the growing front of the deposit. This means
that no current is Sowing through the solution between
the branches of the deposit, so that the concentration of
electroactive cation (copper) is zero behind the growing
front; (iii) the absence of electroactive cations (copper} be-
tween the branches of the deposit and the metallic nature
of the filaments allows us to consider the zone between
the cathode wire and the tips of the branches as an equi-
potential region; (iv) the electrolyte solution is stationary
and uniform, and contributions from concentration layers
of both electrodes are neglected. We consider that both
the conductivity and the electric field are homogeneous
along the cell solution. This supposition may be more
realistic as inert electrolyte concentration is higher; and
(v) electroneutrality is fulfilled through all the solution.

A material balance for the three ions of the system may
be expressed by the following equations:

Cc+pc c = fo c p
zcuF

uCN, +14N,ECN, =uCN, for sodium ion,

uCso iso EC—so =uCso for sulfate ion,

(2)

where v is the growth velocity, C; and C
(i =Cu, Na, SO4} are the concentration of each ion in the
bulk solution and inside the aggregate, and p; stands for
the respective ionic mobilities. Additionally, E is the
electric field and i is the current density. If C and C;„,

„

represent, respectively, the concentration of copper sul-

fate and sodium sulfate, the relation between the concen-
tration of inert electrolyte inside the aggregate and in the
bulk solution is

PN,E
C,*,.= 1+""' (4)

and the growth velocity v as a function of the bulk con-
centration of inert electrolyte is expressed by

(I N.+f so, }E
v —

I „E+ C,„,„. (5)

Esc
u = (1—tc„),

cu
(6)

tc„being the transference number of copper ions.
Finally, the expression of the current density can be

easily derived from Eq. (1), taking into account the value
of growth velocity given by Eq. (5}. In this case

The growth velocity can be also expressed as a function
of the conductivity of the electrolyte solution. Rewriting
Eq. (5) in terms of individual ionic concentrations and
considering that, in our case, the conductivity of the elec-
trolyte solution ~ is given by

sopso4CSO4+ cupcuCCU+ NapNRCNs) ~

the growth velocity reads
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FIG. 8. Deposit height vs time dependences for homogene-
ous growth patterns. ~: 6V= 5 V, [Na2SO4] = 1 mM. +:
EV=4 V, [NazSO~]=12nhlf. ~: EV=7 V, [Na2SO4]=1 mM.

~~(ZCuIt'CucCu+ZSO4P'SO ~SOg+ZNuO'NucNu)

and Ohm's law is obtained as can be expected from the
assumptions of our model. Moreover, the temporal
dependence of current density at constant applied poten-
tial b, V is calculated from the relation between the elec-
tric field and the applied potential

l=K

d being the electrode separation and x the deposit height.
In our case, experimental results evidence that the
growth velocity during the stage of development of
homogeneous patterns may be taken as a constant (Fig. 8)
[17]. As a matter of fact, this result is compatible with
Eqs. (5) and (7), given the small extent of the whole elec-
trode separation, i.e., x (d, over which stable homogene-
ous patterns can be analyzed. Then

'o

where to is the induction time and io is the current densi-

ty at the start of the Ohmic growth. Equation (8) states
the condition for the dependence of current density vs
time to be satisfied under the assumption of an Ohmic
control of the homogeneous growth and constant velocity
growth.

Equivalent forms of Eq. (6) above were previously de-
rived by different groups in the absence of an inert elec-
trolyte. Its validity, assuming an Ohmic control of the
electr odeposition reaction, has been verified under
difFerent experimental conditions (radial and parallel
cells, and at constant potential and at constant current)
[9,12,16].

Moreover, if we analyze the particular case of a binary
electrolyte, Eq. (5) shows that

~=pso4E ~

indicating that, under these conditions, the velocity of
the withdrawal of anions from the cathodic to the anodic

FIG. 9. Experimental i ' vs time dependences for homo-
geneous growth patterns. A: EV=5 V, [Na2SO~]=3 milf. 8:
b V=7 V, [Na2SO&]=2 mill C:. EV=5 V, [Na2SO4]=8 mM
D: EV=7 V, [NazSO4]=3 mM.

region determines the growth velocity of the deposit.
This condition was first assumed by Fleury et al. to ex-
plain the kinetics of homogeneous pattern formation in
these conditions [9,15].

Our results indicate that the Ohmic model can be ex-
tended to a homogeneous growth from a solution con-
taining the electroactive salt and small amounts of an in-
ert electrolyte.

Figure 9 shows typical i ' vs t plots, after the initial
current transient regime (Fig. 6), for homogeneous pat-
terns in zone III of the diagram of morphologies. We can
observe a linear relation in good agreement with Eq. (8).
In addition, growth velocities directly measured from
temporal image analysis of experimental patterns also
show a satisfactory agreement with those calculated from
these plots (Table I). It is worth noting that the growth
velocity of open fractal patterns (for instance, lntM
Na2804, 5 V; zone II of the diagram of morphologies), for
which difFusion plays a more important role, is markedly
smaller than that extrapolated from the Ohmic model.
This behavior is also clearly seen in Figs. 10 and 11 where
growth velocity is plotted against inert electrolyte con-
centration and solution conductivity, respectively, for
different potential values.

Equation (5) shows that growth velocity of homogene-
ous patterns increases with inert electrolyte concentra-
tion, and that this dependence is also larger when the ap-
plied potential is increased. Taking ionic mobilities as
constants in the electrolyte composition range studied,
but corrected for our typical solution concentrations, and
invoking the hypothesis above, i.e., x (at, E=5Vld, this
dependence may be taken as linear, with theoretical
slopes equal to 0.20, 0.15, and 0.12 pm s 'mM ' for 7,
S, and 4 V, respectively, at 0.05M CuSO4.

In spite of the relative small extent of experimental
conditions where Eq. (5) can be tested, we think that our
experimental results reasonably agree with this behavior.
Figure 10 shows the experimental dependences of growth
velocities vs inert electrolyte concentration at 7, 5, and 4
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TABLE I. Growth velocity values at several experimental conditions for the three-ion system.
[CuSO4] =0.05M. v „,experimental; v „,calculated from Eq. (8).

[Na~SO~]
(mN)

6
1

2.5
3
4
6
8
0.25
2
3
3

Morphology

Homogeneous
Open

Homogeneous
Homogeneous
Homogeneous
Homogeneous
Homogeneous
Homogeneous
Homogeneous
Homogeneous
Homogeneous

Vexpt

(@ms ')

3.00
1.19
2.97
3.26
3.04
3.12
3.17
3.58
3.96
4.33
4.34

(p,ms ')

3.28
2.43
3.19
3.50
3.43
4.00
4.82
3.34
4.39
4.41
4.22

V and 0.05M CuSO4. In this plot, growth velocity values
have been averaged over several experiments in order to
minimize errors due to the de6nition of the growing
front. It is observed that the general trends predicted by
Eq. (5) are fulSlled. A more detailed analysis of these re-
sults show that theoretical dependences are mostly at-
tained at low values of inert electrolyte concentration (up
to 4-5 mM Na2SO4). At 7 V, homogeneous deposits are
formed up to 7mllf NazSO4, but the experimental slope
(0.22+0.03 )Mms 'mM ') is close to the expected value
only up to 4 mllf Na2804. At 5 V, homogeneous deposits
are formed from 2 mM up to 8 miV NazSO4, but a linear
dependence with a slope 0.14+0.04 pm s ' mM ', which
agrees with the theoretical value, is only obtained be-
tween 2-4 mM NazSO4, ' at lower concentration values,
open patterns are formed with smaller growth velocities,
whereas at higher concentration, a slight decrease of
growth velocities is also observed. At 4 V, homogeneous
patterns are formed at larger inert electrolyte concentra-
tion, and the experimental slope is lower than the
theoretical value. Finally, the ionic mobility of a sulfate
anion calculated from experimental ordinates

(2.07X10, 2. 17X10, and 2.52X10 4 cm V 's
at 7, 5, and 4 V, respectively) is somewhat smaller than
the value for unsupported cupric sulfate solutions at
0.05M SO&Cu, calculated from Miller et al. (2.95X10 4

cm V 's ' at 20'C [11]. This could be attributed to the
potential drop taking place at the interfaces [9],although
our values for the slopes do not appear to be sensitive to
this effect. A similar behavior of growth velocity in front
of electrolyte conductivity according to Eq. (6) is also ob-
served (Fig. 11).

V. ON THE ORIGIN OF THE
FINGER PA j.-URN TEXTURE

The shape of the dividing line between homogeneous
and Snger patterns in the diagram of morphologies, simi-
lar to that of a hyperbola (Fig. 1), suggests that there ex-
ists a current density threshold in the crossover between
both structures. This follows previous suggestions of
different authors indicating that current density can be a
more suitable parameter to classify the different morpho-
logies of an electrodeposit [4-6,9].

4.5- 4.5-
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O
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0 12
0.5

2.5 3.5 4.5

CN~p~ (mM)

FIG. 10. Growth velocity of homogeneous electrodeposits
plotted vs sodium sulfate concentration. 0: A V=7 V. ~:
EV=5 V +.EV=4 V

x(1 - tp, ) (mS/cm)

FIG. 11. Growth velocity of homogeneous electrodeposits
plotted vs electrolyte solution conductivity. O: EV=7 V. ~:
AY=5 V. +: EV=4V.
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In our case, at the first stages of the electrodeposit
growth, there is a constant relation between applied po-
tential and electric Geld through the initial electrode sep-
aration. Moreover, assuming a dilute solution behavior,
the concentration of inert electrolyte is linearly related to
the solution conductivity, and therefore

i =aE=(a+bCi«~) hV
(9)

where

2H20+2e ~H2+ 2OH (10)

leading to a local pH increase in the electrolyte solution
close to the electrode surface. A similar behavior could
also be expected in the case of oxygen reduction. As a
first consequence, this would induce the precipitation of
copper oxygenated species jointly with the electrodeposi-
tion of copper, resulting in the formation of a less metal-
lic deposit with a dark grey color. The current decrease
in the transition from homogeneous to finger patterns
would account for the conductivity diminution of the
finger deposit due to its partial nonmetallic nature.

However, other processes should be also taken into ac-
count in the basic solution surrounding the electrode sur-
face. Among them, we have to consider the reduction of
copper cation to cuprous oxide [19], through either a
pure electrochemical path

2Cu ++2OH +2e ~Cu20+H20

or a chemical reaction involving the newly formed hydro-
gen

2Cu ++H2+4OH ~Cu20+3HpO .

These reactions also imply the formation of a partially

~=2FC(@so,+pc ) *

b =2F(Pso, +IJN

Thus, Eq. (9) above is consistent with a current density
threshold selecting between homogeneous and finger pat-
terns in copper electrodeposition under our experimental
conditions. This distinctive role of the current density
may be further justified by referring to the eventual com-
petition between copper electrodeposition and other elec-
trochemical reactions, which can take place at large
current density values. Actually, hydrogen evolution
must be considered as the first electrochemical reaction
accompanying copper electrodeposition at large inert
electrolyte concentration and applied potential values.
Recently, the role of dissolved oxygen reduction has also
been reported [18].

This behavior might be connected with other features
of both morphologies: (i) the diferent aspect and color of
both deposits, metallic and red for homogeneous and
nonmetallic and dark grey for finger patterns; and (ii) the
current decrease during the dynamical transition from
homogeneous to finger patterns, or the opposite behavior
(current increase) during the dynamical transition from
finger to homogeneous deposits. Hydrogen evolution fol-
lows the reduction path

nonmetallic deposit. Finally, the formation of interstitial
solid solutions of hydrogen in copper and of copper hy-
dride during hydrogen evolution has also been reported
in the literature [20,21].

As a final observation, notice that the dynamic transi-
tion from homogeneous to finger patterns observed in
zone III of the diagram of morphologies is consistent
with this assumption, since the electric field in the grow-
ing front (and subsequently, the current density) increases
as the deposit grows.

VI. CONCLUSIONS

The morphology of copper electrodeposits, obtained
from a nondeaerated copper sulfate aqueous solution, is
clearly in6uenced by the presence of an inert electrolyte
(sodium sulfate) in the solution. Apart from the morpho-
logical change of the deposit after small additions of inert
electrolyte, the most interesting feature is the fingerlike
morphology observed at high applied potential and inert
electrolyte concentration values. We conjecture that this
new morphology is formed as a result of concurrent elec-
trode reactions taking place together with copper electro-
deposition, when a current density threshold is attained.
Apart from the chemical considerations that would ex-
plain some of the observations (composition, color, etc), it
is obvious that other morphological features of this
growth mode might be interpreted by referring to more
pure physical phenomena as screening efFects in the
transport mechanism [22], diminution of the deposit con-
ductivity [23], surface tension or hydrodynamic efFects in
the interface between the bulk solution and the concen-
tration layer [24,25], etc. More work is now in progress
to clearly elucidate this structure.

Moreover, our growth velocity measurements of homo-
geneous patterns in the presence of an inert electrolyte in
solution satisfactorily agree with a theoretical model
based on a migration transport regime of electroactive
species from the bulk solution to the electrode surface.
Growth velocities are linear with respect to inert electro-
lyte concentration mainly at low values, except when

open fractal structures are formed; in this case, the
growth velocity is clearly smaller than the calculated one
from this model. At higher inert electrolyte concentra-
tion values, the measured growth velocities are smaller
than the theoretical ones, probably due to an incipient
contribution of the electrochemical processes giving rise
to fingerlike patterns.
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