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VOLTAMMETRIC STUDY OF THE CATHODIC BEHAVIOR OF COPPER,
NICKEL AND ZINC IONS IN AMMONIA SOLUTIONS

Kh.B.Omarov'*, J.T. Nurtai', N.L.LKopylov?
I Kazakh University of Technology and Business, Astana, Kazakhstan
2 Institute of Solid State Chemistry and Mechanochemistry of the Siberian Branch of the Russian Academy
of Sciences, Novosibirsk, Russia
email: homarov1963@mail.ru

The article presents the results of the study of the electrochemical behavior of Cu?*, Ni**, Zn>* by
voltammetry on stationary solid electrodes. Polarizable working electrodes (copper, titanium) were used for
measurements. The value of the half-wave potentials on the titanium electrode shifts to the negative region
with an increase in the concentration of ions in the solution, while on the copper one it remains at the same
level. The addition of glycine shifts the half-wave potential of both copper and nickel, zinc to the negative
region (by 0,07 V for copper, 0,11 V for nickel, 0,12 V for zinc). In the presence of citric acid, the half-wave
potential of copper also shifts to a more negative region, while the reduction potentials of copper, nickel and
zinc converge, which contributes to their joint electrodeposition.
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Maxanaza CTalMOHAPIHIK, KATTH dnekTponTapaarsl Cu?t, Ni*, Zn?* 1eKTpOXUMUSAIIBIK, dpEKeTiH BOIbTAM-
MEPMETPHUST apPKbUIbI 3ePTTEY HOTUXKeIEpi OepiareH. OJley YIIiH MOIAPU3aMsIIAHATBIH K YMbIC JIEKTPOJI-
Tapbl (MBIC, TUTAH) NalAANAHBULIBL TUTAH SJIEKTPOIBIHAAFBI KAPTHLIAN TOIKBIH/IBIK, TOTEHIIHATIAPIBIH MOH1
epiTiH/Ii/Ieri MOHap KOHIIEHTPALIUSICBIHBIH KOFAPhLUIAYbIMEH TEPIC AlMAKKa aybICAJIbI, aJl MBIC JIEKTPO/IbIHAA
0J1 cOJ JieHrei/ie Kanapl. [ TMIMHHIH KOCBLTYbI MBICTBIH /12, HUKEJIb/IiH [Ie, MBIPBIIITHIH [a KAPThI TOIKBIH/BIK,
MIOTEHITUAJIBIH TePiC alMaKKa KbUDKBITaAb! (Mblc yiniH 0,07 B, Hukens - 0,11 B, mpipoi - 0,12 B). JIumMoH KbI-
HIKBUIBIHBIH KATBICYBIMEH MBICTBIH, JKapThLIail TOMKBIH/BIK, MIOTEHIIMAIBI 1 TEPIC aliMaKKa aybiCajibl, ajl MbIC,
HUKEJIb JK9HE MBIPBIIITHIH TOTHIKChI3aHy MOTEHIMAIAPHI KaKbIHIACAIbI, OYJT OJapabIH OipiIecKeH eKTPo-
TyHOAIaybIHA BIKITAT €Te/Ii.

Tyiiin ce3/1ep: MbIC MEKTPOIUTI, MbIC, HUKEJIb, MBIPHIIII, BOJIbTAMIIEPMETPHSI, EKTPOTYHOAAY.
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B craThe mpecTaBieHbl pe3y/IbTaThl UCCIENOBAHMS MeKTpoXuMudeckoro noseaeaus Cu®™ Ni*t, Zn?* me-
TOJIOM BOJIFTAMIIEPOMETPUM HA CTAIIMOHAPHBIX TBEPABIX MeKTponax. st u3MepeHuil UCNoib30BAIUCh TMO-
JSIpU3yeMble pabodre MEKTPOas! (MEIHBIA, TUTAHOBBIN). 3HAUCHHE TTOTEHIIMAJIOB MTOJTYBOIH HA TUTAHOBOM
NEKTPOJIe C POCTOM KOHIICHTPAIIMN OHOB B PAaCTBOPE CABUTAETCS B OTPHULIATENIBHYIO 00IACTh, TOTIa KaK Ha
MEJJHOM OCTAeTCsI Ha OJHOM ypoBHe. J[loOaBieHue IMIMHA CABUTAET TOTEHIIMA MOMYBOJIHbI KAaK ME/IH, TaK U
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HUKeJIsl, [IMHKA B oTpHLatesbHyio oonacts (Ha 0,07 B y meau, 0,11 B - aukens, 0,12 B - nunka). B npucyt-
CTBUHM JINMOHHOMW KHCJIOTBI IOTEHIMAIT TTOYBOJHBI ME/IU TAKXKe CABUTraeTcsl B 6oJiee OTpHIATeIbHYI0 00IacTb,
TIIPY STOM MOTEHIMAJIBI BOCCTAHOBJICHHSI ME/IU, HAKEJISl U LIMHKA CONMIKAIOTCS, YTO CIIOCOOCTBYET UX COBMECT-

HOMY 2JIEKTPOOCAKIACHUIO.

KimoueBrnle ciioBa: MeIIHbIﬁ QJICKTPOJIMT, MElb, HUKEJIb, IMHK, BOJIbTAMIICPOMETPUS, JIEKTPOCOOCAKIACHHUEC.

Introduction. The processing of solutions derived
from the electrolytic refining cycle of copper
is important both from the point of view of
environmental protection, but also in terms of
extracting various valuable components (copper,
nickel, zinc) from them into marketable products.
The existing technologies in this area do not
meet modern requirements either in terms of
environmental or economic indicators, because they
are characterized by bulkiness and low efficiency [1-
3]. In this regard, research aimed at developing an
electromembrane technology for processing copper
electrolyte to obtain a triple alloy (Cu-Ni-Zn) - nickel
silver is relevant.

For the development of electromembrane
technologies [4-10], information is needed on
the behavior of ammonia complexes of metals
(copper, nickel, zinc) in membrane systems. In
the literature, such data are presented extremely
concisely. Therefore, this work is devoted to the
study of voltammetric parameters of electrolysis
[11-14] on the process of joint cathodic deposition
of copper, nickel and zinc. If there are a number
of interesting works on the production of copper-
nickel-based double alloys [15-17], then there are
practically no data on the production of triple alloys
by electrolysis.

Materials and methods. To clarify the mechanism
of electrode reactions in the Cu?*-Ni*-Zn%* system,
voltammetry on solid electrodes was used. The
removal of polarograms was performed on a
potentiostat-galvanostat (model M273 (USA)).
Polarizable working electrodes (copper, titanium),
auxiliary (graphite) and non-polarizable reference
electrode (silver chloride) were used for
measurements. The area of the copper and titanium
working electrode is 0.070 cm?”. Registration of
polarograms began with an equilibrium (-0,4 V-0,46

V). Polarizable voltage up to 2 V. The scanning speed
is 10 mV/sec.

The studies were conducted against a background
of 1M NH,4OH at the following salt concentrations
(in mol/L): CuSO4e5H,0 (107, 102, 103, 10%);
NiSO4*7H,0 (107!, 102, 103,10*); ZnSO4*7H,0
(107", 102, 103, 10"*) with citric acid additives in g-
eq/1: 0,01;0,025; 0,05; 0,1 and glycine in g-eq/1: 0,01;
0,025; 0,05; 0,1.

Results and discussion. The standard potential of
the Cu/Cu®* system is a significantly positive value
compared to the standard potential of the Ni/Ni>* and
Zn/Zn** systems:

ACu/CuQJr = 0.34121;
AZn/ZnQJr = —0.7614;

As a result, in non-complexing media at copper
reduction potentials, the discharge of nickel and zinc
at the cathode does not occur. This is the basis, for
example, for the process of electrolytic refining of
copper, where nickel and zinc, without being released
at the cathode, accumulate in sulfuric acid solutions.
If complexing reagents are introduced into the system
- ammonia, citric acid, glycine, sufficiently stable
complexes with Cu?*, Ni%*, Zn?* ions are formed in
solution. Data on the stability of these compounds are
given in Table 1.

The formation of ammonia complexes leads to a
shift in the reduction potential of copper to a
more negative region, and for copper this shift was
significant. The value of the reduction potential of
copper still remained positive than the potential for
the release of nickel and zinc. The recovery potential
of nickel and zinc shifts to the positive region.

Table 1. Stability of copper, nickel and zinc complexes

Metal ion lg K, Ig K2 lg K23 IgKi234 IgKi2345 lgKi23456
Ammonia complexes
Cu** 3,99 7,33 10,06 12,03 11,43 8,9
Ni%* 2,69 4,79 6,40 7,47 8,10 8,01
Zn%* 2,18 4,43 6,74 8,70 - -
Citrate complexes
[(CH,),C(OH) (COO)3*
Cu** 5,90 - - - - -
Ni2* 5,40 - - - - -

54



Cu** 3,42 - -
Ni%* 3,30 - -
Cu?* 2,26 - -
Ni2* 1,75 - -

[(CH,),C(OH)(COOH)(COO0), |

[(CH;),C(OH)(COOH),COOJ

These data were obtained for both copper and
titanium stationary electrodes. The polarization
curves are shown in Figures 1-4. The magnitude of
the limiting current increased with an increase in

the concentration of metal ions. It should be noted
that the limiting currents on the titanium electrode
were 5-10 times higher than the corresponding values
obtained on the copper electrode.

Inp, mA

/

01

0,0001 0,001 0,01 CCu2+. Ni2+

Figure 1 - Dependence of the limiting reduction
current of Cu®*(1) and Ni**(2) on a copper electrode
on the concentration of ions in solution. Ion
concentrations, mol/l: 0,0001; 0,001; 0,01; 0,1
lgi

0.5

0,06 01 014 0,18 AE B

Figure 3. Dependence of Ig I on the AE-reduction
process of Ni2* concentration of 10! mol/I on a
copper electrode with the addition of citric acid,

g-eq/l: 1-0,01; 2-0,025; 3-0,05; 4-0,1

The reduction of copper, nickel and zinc on a
titanium electrode occurs in a more negative potential
range compared to copper (Table 2), although the
nature of the electrode does not significantly affect

0.1 0,14 0,18 AEB

3

Figure 2 - Dependence of Ig I on the AE-reduction
process of Cu** concentration of 10" mol/l on a
titanium electrode with the addition of citric acid,
g-eq/l: 1-0,01; 2-0,025; 3-0,05; 4-0,1

0,06

a3 R =

O T T T 1
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Figure 4 - Dependence of 1g I on the AE-reduction
process of Zn>* concentration of 10" mol/l on a

copper electrode with the addition of citric acid,
g-eq/l: 1-0,01; 2-0,025; 3-0,05; 4-0,1

the shape of the polarograms. The value of the half-
wave potential on a titanium electrode shifts to a less
negative region with an increase in the concentration
of ions in the solution, whereas on a copper electrode
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it remains at the same level. So, for example, when changes from -0,68 V to -0,54 V, on a copper

the copper concentration changes from 10 to 107!
M on a titanium electrode, the half-wave potential

electrode it remains at -0,54 V to -0,52 V.

Table 2 - The effect of the concentration of ammonia complexes on -E1/2 and I,

Concentration, mol/l

Cut N2+ 02t Ior, MA -Eip, B Cathode material
10! 39 0,52
102 3,15 0,54 o
103 2.4 0,53 4
10 1,7 0,54
107 33 0,58
102 2,85 0,60 .
103 2.3 0,59 4
10 1,8 0,56
107 2 0,62
102 1,5 0,58 c
103 12 0,58 4
104 0,7 0,565
107 60 0,54
102 47 0,60 T
103 35 0,63 !
10 2 0,66
107 51 0,62
102 40 0,64 -
103 29 0,63 !
10 18 0,65
107 44 0,68
102 34 0,67 T
102 25 0,64 !
10 15 0,635

Citric acid shifts the copper half-wave potential to a
more negative area. If, in the absence of citric acid,
the difference in the half-wave potentials of copper
and nickel is (on a titanium electrode) -0,08 V, copper
and zinc - 0,14 V, then in the presence of citric
acid in the solution, the difference in the half-wave
potentials of copper and nickel is 0,015 V, copper and

zinc -0,005 V. In this case, the reduction potentials
of copper, nickel and zinc converge. This promotes
the joint electrodeposition of Cu, Ni and Zn. Table
3 shows the data on the effect of citrate ions on the
reduction potentials and the magnitude of the limiting
current.

Table 3 -The effect of citric acid additions on -E;/, and Ipr

i Cathode
Cu2+ Conl(\}eigfratlon, mOI/Z1n2+ Ccitric acid Ipr: MA 'El/Zy B material
107! 0 3,9 0,52
0,01 3,5 0,54
0,025 3,2 0,53 Cu
0,05 3,4 0,54
0,1 3,9
107! 0 33 0,58
0,01 2,6 0,60
0,025 2,1 0,59 Cu
0,05 1,6 0,56
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0,1 1,5
10 0 2 0,62
0,01 1,7 0,58
0,025 1,5 0,58 Cu
0,05 1,6 0,565
0,1 1,3
1071 0 60 0,54
0,01 58 0,60
0,025 56 0,63 Ti
0,05 50 0,66
0,1 40
107 0 51 0,62
0,01 48 0,64
0,025 41 0,63 Ti
0,05 41 0,65
0,1 36,6
107 0 44 0,68
0,01 41 0,67
0,025 38 0,64 Ti
0,05 37 0,635
0,1 32

The value of the limiting current decreased with
an increase in the concentration of the citric acid
additive, especially when using a titanium electrode.
Glycine additives shift the half-wave potential of
both copper, nickel and zinc to a less negative region
(by 0,078 V for copper, 0,11 V for nickel, 0,12 V for
zinc). But a significant gap between them remains.
The presence of glycine also led to a significant

change in the value of the limiting current at the
electrodes (Table 4).

Changes in the voltammetric behavior of metals
in the presence of citric and aminoacetic (glycine)
acids are associated with the noted processes of
complexation, the transition of metals from one
complex form to another.

Table 4 - The effect of glycine additives on -E,,; and Ipr

i athode
Cu?* Conlileirzliratlon, mOlélanf. Glycine, roarn lup, MA “Ein. B glaterial
10! 0 3,9 0,52
0,01 34 0,54
0,025 3,1 0,53 Cu
0,05 33 0,54
0,1 3,1
107! 0 3,3 0,58
0,01 2,9 0,60
0,025 2,5 0,59 Cu
0,05 2,6 0,56
0,1 2,65
10T 0 2 0,62
0,01 1,7 0,54
0,025 1,6 0,52 Cu
0,05 1,8 0,525
0,1 1,5 0,50
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Conclusions. Thus, if complexing reagents -
ammonia, citric acid, glycine - are introduced into
the system, sufficiently stable complexes with Cu?*,
Ni%*, Zn?* ions are formed in the solution. Glycine
makes the system more stable, which is associated
with the formation of homogeneous complexes.
Citric acid reduces the limiting current, but the

equilibrium character remains unchanged. At the
same time, the reduction potentials of copper, nickel
and zinc converge, which contributes to their joint
electrodeposition. The results of the research can be
used to solve problems in the field of processing
solutions derived from the cycle of electrolytic
refining of copper.
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» Hyprait Kazapipa Tacten6ekoBHa, goktop PhD, acconmupoBanHsiii ipodeccop Kadeapsl XMMUN, XUMUYe-
CKOM TEXHOJIOTMH M dKojtoruu Kazaxckoro yHuBepcuTeTa TeXHONOTMM M Ou3Heca, Pecny6nuka Kasaxcras,
r. Acrana, e-mail: zhadira_nurtai @mail.ru

» KonbuioB Hukonait IBaHOBUY, JOKTOP TEXHUUYECKUX HAYK, TPOdeccop, BeAyIIMi HayYHbIi cOTpyAHUK WH-
CTUTYTa XMMHH TBEPAOTO TeJla u MexaHoxumun Cubupckoro otnenenns Poccuiickoit Akagemun Hayk, Poc-
cus, r. HoBocubupck, e-mail: kopylov@narod.ru
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