KasTbY XABAPIHIBICBI - VESTNIK KazUTB - BECTHUK Ka3zVTb

IRSTI 53.37.13 https://doi.org/10.58805/kazutb.v.3.24-461

STUDY OF THE BEHAVIOR OF ARSENIC IN COPPER ELECTROLYTE
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In industrial wastewater, arsenic is most often present in the trivalent state. An analysis of existing
purification methods shows that in all cases, with a few exceptions, the most complete removal of arsenic
1s observed from solutions in which it is in the pentavalent state. This is explained by the significantly lower
solubility of arsenates of heavy and alkaline earth metals compared to the corresponding arsenites. The
chemical oxidation of As(III) in the following systems was studied: As(IlI)-H,SO,-H,0, As(IlI)-MeSO,-
H,0, As(I1I)-H,S0,-MeSO,-H,0 (where Me is Cu, Ni, Co, Mn, Zn). The influence of temperature, the
amount of transition metal ions, the duration of the experiment, and the concentration of sulfuric acid on the
degree of transition of As(IIl) to As(V) was studied. The effect of catalytic oxidation of As(III) in sulfuric
acid solutions was discovered. The maximum degree of oxidation of trivalent arsenic (55-60%) is observed
when transition metal salts are introduced into an arsenic solution in the presence of a platinum plate. It
has been established that the nature of the studied transition metal salts (Cu>*, Ni**, Co?*, Mn**, Zn?"),
process duration and temperature do not have a significant effect on the degree of As(III) conversion. The
results obtained largely explain the predominance of pentavalent forms of arsenic in production solutions
of non-ferrous metallurgy.

Keywords: copper electrolyte, arsenic, transition metals, catalytic role, instant oxidation effect, activated
oxygen.

MBIC SJIEKTPOJIMTIH/IELT MBIIIbAKTIH KYWAIH 3EPTTEY

X.B. Omapos , 7K.T. Hypraii, H.V. Hypraiues , A.X. Taknposa
K.KynaxaHoB ateiHnars Kazak TexHosmorus xoHe OusHec yHUBepcuTeTi, Actana, KazakcraH,
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OHEPKACINTIK arbIHIbI CyJIap/a MBIIIbSIK KeOiHece Y1l BaJeHTTI Kyiiae Oonaasl. KonmaHbicTarsl Tazap-
Ty SJiCTepiH Tajiay OapibIK Karaaiiapaa, OipHele epeKIeTiKTepai KOCaraHa, MbIIIbIKThIH €H TOJIBIK,
JKOWBLUTYBl OHBIH O€C BaJIGHTTI Kylijie OOJIaThIH epiTiHaIep/ieH OalikalaThIHBIH KopceTtei. Byt ayblp koHe
CUITLTL Kep MeTaNIapblHbIH apCEHATTAPBIHBIH COMKEeC apCeHUTTEPMEH CaJbICThIPFaHAa aWTapIbIKTall Te-
MeH epiriririMeH tycinaipuieni. Kyuenepaeri As(IIl) xumusnsik Toteiryst: As(11)-H,SO,-H, O, As(11I)-
MeSO,-H,0, As(1lI)-H,SO,-MeSO,-H,0 (myngarst Me - Cu, Ni, Co, Mn, Zn). As(III)-tin As(V)-ke ety
JopeskeciHe TeMIlepaTypaHbIH, OTIIEI METa T MOHAaPbIHBIH MOJIIIEPiHiH, TOXipUOSHIH Y3aKThIFbIHBIH KOHE
KYKIPT KbILIKBUIBIHBIH KOHLIEHTPALUACBIHBIH acepi 3epTrengi. Kykipt kpiukpuibl epitinauiepingeri As(11D)
KATAJIUTUKAJIBIK, TOTHIFYBIHBIH 9CEpPi allbULAbL. YIII BaJ€HTTiI MBIIIbSIKTHIH MAaKCUMAJbl TOTBIFY Topexkeci
(55-60%) etneni MeTay1 Ty3JapblH IJIATUHA TUIACTUHACBIHBIH KATBICYBIMEH MBIIIBSK €PITIHAICIHE €HI13-
rensie Gaiikamajapl. 3epTTeleTin oTHel MeTal Ty3AapbiHbH Taburatsl (Cu?*t, Ni2*, Co?*, Mn?*, Zn?*),
MPOLIECTiH Y3aKThiFbl MeH TeMriepatypachl As(II) TypneHy nopexecine alTapibIKTail cep eTreiTiHI aHbl-
KTaJIAbl. AJIBIHFaH HOTHIKEJIEP TYCTi METaJUTy prUsTHBIH OH i PiCTIK epiTiHALIEPiHE MBIIIbSKTHIH OSC BaJICHT-
Ti TypJiepiHiH O6ackiM OOJYbIH KOMTeMN TYCIHIipei.
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NCCJIEJOBAHUME TIOBEAEHUA MbIINIbAKA B METHOM 3JIEKTPOJIUTE

X.B. Omapos , 7K.T. Hypraii, H.V. Hypraimes , A.X. Taknposa
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B npoMBIIIUIEHHBIX CTOYHBIX BOJAX MBIIIbSK MPUCYTCTBYET Yallle BCETO B TPEXBAJEHTHOM COCTOSTHUM.
AHaM3 CyIIECTBYIONIMX CIOCOOOB OYUCTKY MOKA3bIBAET, UYTO BO BCEX CyYasixX 3a HEOOBIINM UCKJIIOUSHU-
eM, HanOoJiee TIOJTHOE y/ajieHue MBIIIbsIKa HaOMoaaeTcsl U3 pacTBOPOB, B KOTOPBIX OH HAXOAUTCS B ISITU-
BaJICHTHOM COCTOSTHUM. OOBSICHSIETCS 9TO 3HAYMTEILHO MEHBIIIEH PACTBOPUMOCTBIO APCEHATOB TSIKEJIBIX U
1IEJIOYHO3EMEJIBHBIX METAJUIOB MO CPAaBHEHHUIO C COOTBETCTBYIOLIMMU apceHUuTaMu. VccnenoBaHo xumuye-
ckoe okucienue As(Ill) B cucremax: As(Ill)-H,SO,-H,O, As(IlI)-MeSO,-H, 0, As(I1ll)-H,SO,~MeSO,—
H,O (rne Me - Cu, Ni, Co, Mn, Zn). I3yyeHo BAMSAHUE TEMIIEPATyphl, KOJINYECTBA UOHOB NEPEXOJHBIX
METAJIJIOB, MPOIOIKUTEILHOCTH ONbITa, KOHIEHTPAIIMA CEPHOUN KUCIIOTHL Ha cternieHb nepexoaa As(IID) B
As(V). O6HapyxeH 3¢ dekT karamurudeckoro okucieHnss As(I1) B cepHOKUCTBIX pacTBOpax. MakcuMaib-
Hasl CTereHb OKUCIIHHS TPEXBaJIEHTHOTO MbIIbsKa (55-60%) HaOmogaeTCs Py BBEJICHUH B MBIIITBSIKOBBIH
pacTBOp COJIEN MEPEXOIHBIX METAJUIOB B IPUCYTCTBUM IIATUHOBOM IIJIACTUHKHU. YCTAHOBJIEHO, YTO TPUPOAA
M3yUeHHbIX coreii nepexomubix Metamios (Cu’t, Ni2*, Co?*, Mn?*, Zn?*), npoomkuTe ILHOCTb TIpoLiecca
Y TeMIlepaTypa He OKa3blBAIOT CYIIECTBEHHOro BiMsiHUSA Ha creneHb npesparienust As(IID). Tlonyuennsie
pe3yJbTaThl BO MHOTOM OOBSCHSIIOT (PaKkT mpeoOiaaHus MATHBAICHTHBIX (POPM MBIIIbSIKA B TPOU3BOI-
CTBEHHBIX PACTBOPAX LIBETHON METaJUTypruu.

KimoueBble cjioBa: Me,HHLIfI QJICKTPOJIUT, MBIIIBAK, IICPEXOIHBIC METAJIJIbI, KATAJIMTUICCKAA POJIb, 3(1)-
(pCKT MI'HOBEHHOI'O OKUCJICHUAA, aKTI/IBI/IPOBaHHHﬁ KHCJIOpPOA.

Introduction. In hydrometallurgical methods for
producing non-ferrous metals, the electrorefining
process is characterized by the accumulation of
impurities in the electrolyte, one of which is arsenic.
Depending on the type of production, arsenic in
aqueous solutions can be in various forms. In the
presence of free sulfide ions in water, arsenic is
present in the form of anions of thiosalts AsS;,
AsS3™ and AsS?™, in other cases - in the form of
oxygen-containing molecules and anions. The form
of existence of arsenic in aqueous solutions depends
on its valency [1-2].

According to literature data [3, 4], during
electrorefining of copper, 60-80% of arsenic passes
from the anode into the electrolyte, the rest goes
into sludge. The distribution of arsenic between the
electrolyte and sludge, as well as the form of its
presence in the solution, depends on the composition

of the electrolyte and the electrolysis mode. For
example, the presence of As and Sb of different
valencies in the electrolyte leads to the precipitation
of antimony-arsenic (Sb**-As>*) and antimony-
arsenic (Sb>*-As>*) precipitation. An increase in the
total content of impurities in the electrolyte leads
to an increase in the electrical resistance of the
solution and its viscosity, an increase in electricity
consumption, a decrease in current efficiency and an
increase in the content of harmful impurities in the
cathode metal. Therefore, blister copper, as the main
raw material of the copper electrorefining process,
determines the composition of the electrolyte during
electrolysis. An increase in the content of impurities
such as nickel, arsenic and antimony leads to the
production of defective copper or copper of low
grades.

During the processing of technogenic arsenic-
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containing materials by  hydrometallurgical
methods, a large proportion of arsenic goes
into solution in trivalent form. Practice and
research show that arsenic in copper electrolyte is
mainly pentavalent. For effective purification and
precipitation of sparingly soluble iron arsenates,
it is necessary to oxidize arsenic (III) ions to the
pentavalent state [5]. If we take into account that
during electrochemical oxidation, metallic arsenic
forms arsenic trioxide [6, 7], then elucidating the
reasons for this fact is an interesting problem.

The relevance of these studies is due to the need
to remove arsenic from the technological process of
non-ferrous metal production in an environmentally
safe form, taking into account their subsequent
storage or disposal. Such forms are arsenates, where
arsenic is pentavalent.

Materials and methods. To obtain information
about the behavior of arsenic in a copper electrolyte,
the chemical oxidation of As(III) was studied in the
following systems: As (III)-H,SO,-H,O, As (III)-
MeSO,-H,0, As(IlI)-H,SO,~MeSO,—H,O (where
Me - Cu, Ni, Co, Mn, Zn). Trivalent arsenic was
introduced into the studied systems in the form of
sodium arsenite (0,011 gEg/l) and solid trioxide. The
influence of temperature, the amount of transition
metal ions, the duration of the experiment, and
the concentration of sulfuric acid on the degree
of transition of As(III) to As(V) was studied.
Experiments were carried out with air blowing.,
Oxidation of As(III) in solutions, where dissolved
oxygen was previously removed by blowing with an
inert gas (argon), was also studied.

The oxidation process was carried out as follows:
solutions of sulfuric acid and transition metal
sulfates were introduced into a vessel with a NaAsO,
solution, and the contents were stirred with a
magnetic stirrer for a certain time. Air and argon
were supplied into the solution under pressure while
stirring.

To avoid the presence of atmospheric oxygen in
the reaction zone, the experiments were carried out
under sealed conditions with constant argon purging.
Reagents for this purpose were preliminarily
prepared in a box using transition metal salts that
were twice recrystallized and dried in an argon

atmosphere.

Quantitative determination of As(II) was carried
out by amperometric titration.

We discovered the fact of instantaneous oxidation
of As(Ill) in small quantities (up to 10%) when
various amounts of sulfuric acid are added to
the working solution. In this case, the content of
sulfuric acid does not change in all experiments,
i.e. the oxidation of arsenic (III) occurs with the
participation of dissolved oxygen, and the fact of
the instantaneous transformation of part of As(III)
into As(V) is due to the catalytic nature of the
process. The ability of H,SO, to increase the rate
of “spontaneous” oxidation of arsenic in solutions is
indicated by the author of the work [8].

The effect of catalytic oxidation of As(III)
is observed in all experiments when introducing
transition metal salts into an arsenic solution.
Moreover, in As(Ill)-MeSO,-H,O systems the
degree of conversion reaches 25%.

It should be noted that in the systems As(III)-
H,S0,-MeSO,-H,0 (where Me - Cu, Ni, Co,
Mn, Zn), the amount of instantly oxidized arsenic
increases, and no significant dependence on the
nature of the salt (among those studied) is observed
(Table 1). The degree of transition of As(IIl) to
As(V) depends on the concentration of metal ions
and reaches its maximum at a molar ratio of
Me:As(II) above (6+-9):1. Based on data [9] on
the solubility of oxygen in aqueous solutions, it was
determined that about 60-80% of dissolved oxygen
is involved in the process of catalytic oxidation of
trivalent arsenic.

The duration of the process and temperature do
not play a significant role. This is evidenced by
the following experimental data: within 6 hours
after instant oxidation, the transition of As(III) to
As(V) in the As(III)-H,SO,-H,O system was about
6-7%, and in a solution, for example, containing 0, 1
gEq/l of copper sulfate, the degree of conversion
at temperatures of 22°C, 40°C and 60°C was
34.5%, 34.8% and 36%, respectively. The results
of experiments on the oxidation of As(IIl) in the
presence of ions of other transition metals under
study are relatively close to these data.
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Table 1 - The degree of conversion of As(IIl) (%) in a sulfuric acid medium in the presence of transition
metal ions and an adsorbing surface (Pt plate) when blown with air

ucx

(CNaAsO; = 0,011 gEqg/l, CH2501 = 0,12 gEq/l, t = 60°C, T = 3 hours)

Me Concentration Effect of catalytic | Oxidation state of As(IIl) in the
CMe*" 1072 gEq/l oxidation, % presence of the ion Me*", %
- - 421 29
4,8 21,4 51,9
Cu 7,8 33,5 60,2
9,8 33,8 60,1
4.8 329 49,4
Ni 7,8 34,9 58,2
9,8 34,9 57,7
4,8 33,6 54,1
Co 7,8 31,7 58,6
9,8 32,1 58,7
4,8 30 52,5
Mn 7,8 30,8 55,3
9,8 30 55
4,8 339 50,8
Zn 7,8 34,8 55,2
9,8 30,5 54,9

Our experiments have shown that blowing air
through solutions has such a weak effect on
the oxidation process in the systems under study
that even for 3 or more hours, air bubbling
both in the As(IIl)-H,SO,-H,0O system and in the
system As(III)-H,SO,-MeSO,-H,O did not lead
to significant oxidation of As(IIl). Varying the
temperature in the range of 20-60°C did not have
a significant effect on the progress of the process.

In experiments with air blowing, the oxidation
process of As(IIl) can be intensified at the liquid-
solid interface due to the sorption of oxygen on it.
In addition, the interface is an integral element of
the copper electrorefining process, which to some
extent brings the experimental conditions closer to
production ones. We tested the effect of a platinum
plate immersed in the reaction zone on the oxidation
of As(Ill). This metal has the ability to adsorb
oxygen on its surface and oxidation on such a
surface occurs with the participation of oxygen from
platinum oxides [10], according to the scheme:

AsO3~ + PtO[O] — AsO3 + PtO

Initially, the As(IlI)-H,SO,-H,O system was
studied with air blowing in the presence of a Pt
plate. At the same time, at the initial moment, the
oxidation of As(III) is a fairly intense process, which
slows down over time. Thus, at a temperature of
21°C in 2 hours the degree of conversion was 26,7%,
and in the next 1,5 hours it increased by only 2%.
Increasing the temperature of the working solution
to 60°C allowed us to speed up the process. In this
case, the same amount of As(IIl) - 26.7% transforms
into As(V) in 0,5 hours, and subsequent oxidation
takes a long time.

Another factor that had a significant impact on
the oxidation of As(IIl) in the presence of a Pt
plate was the introduction of transition metal ions
(Cu, Ni, Co, Mn, Zn) into the working solution,
the ability of which to reversibly bind and activate
oxygen is well known [11]. The highest degree
of transition of As(IIl) to As(V) was recorded
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at a temperature of 60°C. Within 3 hours, the
percentage of conversion of trivalent arsenic reaches
55-60%, where the effect of catalytic oxidation is
about 30-35%. These results (Table 1) are further
evidence of the participation of atmospheric oxygen
in the process of catalytic oxidation of As(IIl) in
the presence of some transition metal ions. The
importance of iron, copper and zinc ions in the
oxidation of arsenic was also confirmed in works
[12-14].

Therefore, if the presence of oxygen in the
reaction zone is eliminated, the oxidation of As(III)
should be practically absent. For this purpose, we
conducted experiments with preliminary blowing of
argon through a NaAsO, solution and a sulfuric
acid solution of MeSO, (where Me is Cu, Ni, Co,
Mn, Zn) before mixing them. The experiments were
carried out at a temperature of 60°C and constant
bubbling with argon with stirring. Within 3 hours,
we observed a slight decrease in the concentration
of As(IlI), which was about 5%. In our opinion, the
observed phenomenon is explained by the fact that
blowing argon does not contribute to the complete
removal of oxygen bound in the active complex. In
our opinion, the activation of oxygen by transition
metal ions occurs in the process of hydrolysis

of these ions and complex formation. Thus, in
an aqueous solution of CuSO,, hydrated ions
[Cu(H,0),]** are able to attach an oxygen molecule
O, as a weak ligand, promoting its activation. Based
on this, solutions of sulfuric acid and transition metal
salts were prepared in an inert environment-box.
Purge of trivalent arsenic solution with argon began
0,5 hour before mixing the solutions and was carried
out throughout the experiment. Under the conditions
of this experiment, the percentage of oxidation
was 0,5% within 3 hours. Those. Despite a slight
decrease in the degree of As(IIl) conversion under
these conditions, we were not able to completely
eliminate the presence of oxygen in the system.

The catalytic role of transition metal ions in
the oxidation of arsenic is also evidenced by the
results of our studies of the behavior of solid arsenic
trioxide in sulfuric acid solutions in the presence of
Cu?*, Ni%*, Co**, Mn?*, Zn?* ions (Table 2). The
dissolution of As,O; in sulfuric acid solutions is a
slow process with simultaneous oxidation of As**
to As>* in the liquid phase. As can be seen from
Table 2, the influence of transition metal ions on the
oxidation of solid arsenic trioxide is very significant.
The degree of transition of As>* to As>* increases
with increasing temperature of the reaction mixture.

Table 2 - Degree of conversion of As,0; (%) in a sulfuric acid medium in the presence of transition metal
ions (Me?*) (m4=293 = 0,30 g, CH2591 = 0,12 gEq/l, C me2+ = 0,10 gEg/1, V = 50 ml, T = 3 hours) depending
on the temperature when blowing air

Temperature, °C | Degree of As,O5 conversion in the presence of Me*", %
- Cu?* | Ni?* | Co?* | Mn?*+ Zn?*
20 0,04 | 149 | 13,6 | 14,1 | 13,5 12,8
40 0,084 | 26,4 | 23 249 | 248 21,1
60 0,12 | 58,2 | 54,9 | 56,4 | 56 52,1

Conclusions. Thus, the stage of the transition of
arsenic from the trivalent to the pentavalent state
occurs with the participation of atmospheric oxygen
and occupies a central place in the process of anodic
oxidation of elemental arsenic in sulfuric acid
solutions in the presence of Cu**, Ni**, Co?*, Mn?*,
Zn** ions, and the nature of the studied transition
metal salts does not have a significant effect on
the degree of As(IIl) conversion. This property of
some transition metal ions to catalytically oxidize

As(IlIT) was used by us later in the development
of new methods for processing copper electrolyte
with transition metal compounds with the removal
of arsenic in the form of arsenates. In practice,
preliminary introduction of transition metals into
arsenic-containing solutions will allow the arsenic to
be maximally converted into the pentavalent state,
which will ensure their effective purification with
the removal of arsenic in an environmentally safe
form.
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