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Abstract

The paper presents results of study on catalytic effect of Co(II) ions on the oxidation of S(IV) in aqueous solutions.
Laboratory experiments were carried out at concentrations of reactants and pH found in atmospheric waters in heavily pol-
luted atmospheres. The kinetic law parameters, i.e. the observed rate constant and the reaction order with respect to S(IV)
concentration, were determined. Depending on the initial pH of the reaction solution and Co(II) ion concentrations the
S(IV) oxidation rates range between 2.2108-1.6:10"5 mol-dm™s™1. The results obtained show that at an initial pH of
3.5- 5.0 catalytic activity of Co(II) is slight and it becomes significant at an initial pH of 6.0.

Streszczenie

W artykule przedstawiono wyniki badan nad katalitycznym dzialaniem jondéw Co(II) na utlenianie S(IV) w roztworach wod-
nych. Badania laboratoryjne przeprowadzono przy stezeniach reagentéw i pH roztworu spotykanych w wodach atmosfe-
rycznych na obszarach silnie zanieczyszczonych. Wyznaczono parametry réwnan kinetycznych tj. obserwowane stale szyb-
kosci i rzad reakcji wzgledem stezenia S(IV). W zaleznoSci od poczgtkowego pH roztworu i stezen jonow kobaltu szybkosé
reakcji utleniania zmieniala sie w zakresie 2.2:10'8-1.610"5 mol-dm™-s7L. Otrzymane wyniki wskazuja, Ze przy poczatkowym
pH roztworu w zakresie 3.5-5.0 aktywno$¢ katalityczna jonow Co(II) jest nieznaczna, staje si¢ ona znaczaca dopiero przy
poczatkowym pH 6.0.
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1. INTRODUCTION The major oxidants in atmospheric waters are Os,
H>0; and O,. Aqueous phase SO, oxidation by mole-
cular oxygen is only important in the presence of tran-
sition metal ions as catalysts.

Emitted into the atmosphere sulphur dioxide can be
directly removed through dry or wet deposition. The
main sink of atmospheric SO, however, is the oxida-
tion to sulphate(VI) occurring both in the gas phase
and in the liquid phase of wet aerosols, clouds, fogs
and rain. These processes are important for the gen-
eration of acid rain.

Transition metals are chemically defined as elements
that form at least one ion with a partially filled “d”
sublevel orbital. These elements therefore have sever-
al oxidation states that allow them to catalyse chemi-
cal reactions and form complexes. Transition metals
are ubiquitous in atmospheric liquid phases (wet
aerosol, cloud, fog, rain). The source of these metals is

Sulphur (IV) oxidation reactions occur at a much
faster rate in the liquid phase than in the gas phase [1].
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the dissolution of the soluble fraction of atmospheric
aerosols in the aqueous phase.

Cobalt is found in soil, dust, seawater, volcanic emis-
sions, and smoke from forest and bush fires. Cobalt is
mainly emitted from sources where it is used in the
production of steel and other alloys. Automotive
repair shops may be significant emitters of cobalt. It
will also be emitted to air during the mining or refin-
ing of nickel, copper, silver, lead and iron. Small
amounts of cobalt have been found in motor vehicle
exhaust.

At unpolluted sites, mean cobalt levels are typically
< 1-2 ng/m? [2, 3]. In urban and industrialized areas
the ambient air concentration of cobalt is usually
higher, it is reported to range from less than 1 to
2 ng/m? up to 10 ng/m> near industrial sources and
exceeding 10 ng/m? in heavily industrialized cities.
Seiler et al. [4] reported the cobalt concentrations in
ambient air in several places in North and South
America and in the United Kingdom and found that
the levels were in the range 0.07 ng/m? to 5 ng/m?.
Near a nickel refinery in Wales the average atmos-
pheric cobalt concentration was recorded at
48 ng/m? [2]. In one industrial area in the United
States, levels of 610 ng/m3 were measured [3].

Many in situ measurements underscore significant
concentrations of transition metals in the various
atmospheric aqueous phases. The concentration of
iron may vary by several orders magnitude, i..,
between nanomolar and micromolar in rain and
between micromolar and millimolar in fogwater.
Concentrations of other transition metals are gener-
ally between 10 and 100 times lower than those of
iron [6-10].

In rainwater, mean cobalt concentrations are
between 0.3 pug/dm? in rural areas and 1.7 pg/dm? in
highly industrial areas [11, 12]. The highest recorded
concentration was 68.9 pg/dm? in the vicinity of a
nickel smelter at Monchegorsk in the Russian
Arctic [13].

Transition metal concentrations in fog- and cloudwa-
ter are about 10 times higher than those in rainwater
and in wet aerosols they are 100 times higher [14].
The catalysed S(IV) oxidation by O in the aqueous
phase may contribute significantly to the total oxida-
tion of sulphur dioxide in continental clouds and fogs,
in particular in regions where humidity is high and
the air is highly polluted.

The Fe- and Mn-catalysed aqueous S(IV) oxidation
by oxygen has been extensively investigated [15-18].
Newertheless, the complexity of this free radical

152 ARCHITECTURE

D.

CIVIL ENGINEERING

Smalcerz

chain reaction has resulted in significant discrepan-
cies in the reported kinetic data and in the proposed
mechanisms. Some studies on catalysis of S(IV) oxi-
dation by other transition metals: copper [15, 19],
cobalt [20, 21], chromium, and vanadium [22, 23]
have also been performed but these processes are
still far from being fully elucidated and more work in
this area is indicated.

In this work we investigated the effect of Co(II) on
the oxidation of S(IV) by oxygen in the aqueous
phase under conditions representative for heavily
polluted areas.

2. MATERIALS AND METHODS

All chemicals used in this study were of analytical
grade (Merck). Milli-Q water was used for prepara-
tion of all solutions. Stock solutions of Co(II) were
prepared from CoSO47H,0. The S(IV) solutions
were prepared freshly before each run by dissolving
Na,SO3 in water which was deoxygenated by bubbling
high purity argon through the Milli-Q water for at
least 30 min. The initial pH of the solutions was
adjusted with H,SO4. The source of oxygen for oxi-
dation of S(IV) was synthetic air.

Kinetic experiments were conducted in a 500 cm?
glass cylindrical reactor with four inlet connectors
for: pH electrode, introducing reagents, thermome-
ter and teflon tube for sample sipping. The reactor
was filled with 450 cm? of the S(IV) solution acidified
to the required pH. The reactor was protected from
light and immersed into a thermostat to maintain a
constant temperature of 25+1°C. The air was intro-
duced at the bottom of reactor through a ceramal at
a rate of 1002 dm3h'!. Under these conditions the
gas and liquid phases were well mixed and the reac-
tion took place in the kinetic regime, i.e. the global
rate of the S(IV) oxidation was limited by the rate of
the chemical reaction, not by the diffusion.

To start the reaction, the air flow was turned on and
just after that the Co(II) solution was injected into the
reactor. At selected time intervals the concentration of
S(IV) was measured by UV-VIS (Shimadzu, Model
UV-2101 PC) spectrophotometer equipped with
Sipper 260 (Model L) — using flow cell method. The
sipping time was set to 5 s, and the slit width was set to
2.0 nm. The S(IV) measurements were carried out at
wave lengths 203 nm for the initial pH 3.5 and 205 nm
for the initial pH 4.0, 5.0 and 6.0. The pH measure-
ments were performed by an Orion pH meter (Model
710A) combined with a glass electrode. The concen-
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tration of Co(Il) was determined by AVANTA PM
atomic absorption spectrometer of the GBC.

The experiments were performed under the follow-
ing conditions: [S(IV)] = 1-10° mol-dm™3,
1-10° < [Co(II)] < 1-10° mol-dm™>, 3.5 < the ini-
tial pH < 6.0, T = 25°C.

3. RESULTS AND DISCUSSION

Results of the kinetic measurements are shown in
Figure 1 as the time dependence of [S(IV)]/[S(IV)]o
ratios, where [S(IV)]; is the concentration of S(IV) at
time t, and [S(IV)]o is the initial concentration of
S(IV). At initial pH values in the range of 3.5-5.0 the
reaction is very slow. Under these conditions only
17-30% S(1V) is oxidised after 200 minutes. At an ini-
tial pH of 6.0 the reaction proceeds faster and degree
of S(IV) oxidation is about 50-65% after 200 minutes.

Based on the measurement results, the kinetic law
parameters for the processes studied were deter-
mined. The rate of Co(II)-catalysed S(IV) oxidation
has been described by the equation:

d[S(I

21 ;
n ko [SAV)] (1

where k. is the observed rate constant, and » is the
reaction order with respect to S(IV) concentration.

The reaction orders and rate constants determined
by the standard integral technique are listed in
Table 1. The reaction order n with respect to S(IV)
concentration varies from 2.5 to 10.0 depending on
the initial pH and Co(II) concentration.

The Co(II) catalysed S(IV) oxidation rates are given
in Table 2. At low initial pH values (3.5-5.0) the oxi-
dation rate is small (1.1-108-1.0-107 mol-dm3-s1). At
an initial pH of 6.0 it increases to 5.5-10° mol-dm-s’!
at Co(Il) concentration of 1-10® mol-dm> and to
2.1-10° mol-dm3-s"! at Co(II) concentration of
1-10 mol-dm™,

To assessment catalytic activity of Co(II) the noncat-
alytic S(IV) oxidation rate under the same conditions
were also determined. The results are presented in
Table 3. Over initial pH values of 3.5 to 5.0 the non-
catalytic oxidation rate is very small and it lies in the
range 1.3-10%-1.7-10% mol-dm-s’!, but at an initial
pH of 6.0 it is an order of magnitude greater.

Ratios of the Co(II) catalysed oxidation rate to the
noncatalytic oxidation rate are listed in Table 4. We
can see that Co(II) has significant catalytic activity at
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Figure 1.

The ratio of S(IV) concentration at time t to the initial S(IV)
concentration as a function of time for the Co(II)-catalysed
SV) oxidation.

a—-[Co(I)] = 1-10® mol-dm™

b-[Co(D] = 510" mol-dm™

¢ - [Co(ID] = 1-10" mol-dm™

an initial pH of 6.0. Depending on the Co(Il) con-
centration the S(IV) oxidation rate is 36.7 to 143.6
times greater than that of the noncatalytic oxidation.
At lower initial pH values the catalytic action of
Co(II) is small in the entire range of Co(II) concen-
trations studied. Concentrations of Co(Il) in solu-
tions used in our experiments correspond to those
found in wet aerosols in highly industrial areas and
also in clouds and fogs near industrial sources.

It is difficult to make a direct comparison between the
present results and the few reported in the literature
because of different experimental conditions or con-
sidering other aspect of the process. Zhao et al. [20]
made a study on the reaction rate of sulfphite oxida-
tion with cobalt ion catalyst but at experimental condi-
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Table 1.
Reaction order n with respect to S(IV) concentration and observed rate constant kpg
[Co] #1-10° mol-dm3 [Co] #5-10° mol-dm [Co] #1-10°° mol-dm™
Initial pH Kobs Kops FKobs
" (mol-dm3)d-m-g-! i (mol-dm-3)d-m-g-1 " (mol-dm3)(-m-g1
35 55 3.627-108 2.5 0.712 2.5 1.043
4.0 4.5 9.188-10° 5.0 3.155-107 4.0 2.955-10%
5.0 3.0 2.509-10" 6.5 2.069-1012 9.5 3.286:10°!
6.0 6.5 1.726:10% 9.0 1.599-10%2 10.0 2.136:10%
Table 2.
The Co(Il)-catalysed S(IV) oxidation rate (rc,) at [S(IV)] = 1-1073 mol-dm™ and at different initial pH values and Co(II) con-
centrations
. r'co, mol-dm3-s-!
Initial pH
[Co] #1-10° mol-dm™ [Co] =5-10° mol-dm [Co] #1-10° mol-dm™
35 1.147-10°% 2.251-108 3.299-108
4.0 2.905-10¢ 3.155-108 2.955-10®
5.0 2.509-108 6.543-10® 1.039-107
6.0 5.458-108 1.599-10% 2.136:10°
Table 3.

Reaction order n with respect to S(IV) concentration, observed rate constant

[SAV)] = 1:1073 mol-dm™> for the noncatalytic S(IV) oxidation

kops and reaction rate (ry,)

at

Initial pH n Kkops (mol-dm3)(-m-g-1 7 (mol-dm-3)(-n-g-!
35 0 1.327-10% 1.327-10%
4.0 0 1.288:10¢ 1.288:10¢
5.0 0 1.722:10% 1.722:10%
6.0 2 1.487-10 1.487-107
Table 4.
Ratio of the noncatalytic to the Co(II)-catalysed S(IV) oxidation rate
. Tcolln
Initial pH
[Co] #1-10° mol-dm™ [Co] =5-10° mol-dm™ [Co] 1-10° mol-dm™
35 0.86 1.69 2.48
4.0 2.25 2.50 2.29
5.0 1.46 3.80 6.03
6.0 36.7 107.5 143.6
tions representative for flue gas desulphurization 2. At higher initial pH values the S(IV) oxidation

rather than for the process in atmospheric waters.
Pasiuk-Bronikowska et al. [21] investigated the reac-

tion under conditions relevant to atmospheric waters

but their study was concerned to the mechanism of the
reaction. However, they also observed significant cat- 3
alytic activity of Co(II) ions at higher pH values.

4. CONCLUSIONS

1. The catalytic activity of Co(II) depends primarily
on the initial pH of the solution. At low initial pH
values (< 5.0) catalytic activity of Co(II) is negligi-
ble; it is significant only at higher initial pH values.
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rate also depends on the Co(II) concentration. At
an initial pH of 6.0 the S(IV) oxidation rate at
Co(II) concentration of 1-10° mol-dm= is about
4 times higher than at that of 1-10° mol-dm™.

. The results obtained indicate that the Co(II) catal-

ysed S(IV) oxidation may play a significant role in
the total oxidation of S(IV) in the atmosphere only
in highly industrial areas and near industrial
sources when pH of atmospheric waters is above 5.

ENVIRONMENT 4/2011



SULPHUR(IV) OXIDATION BY OXYGEN IN THE PRESENCE OF COBALT(Il) IONS IN ATMOSPHERIC WATERS

REFERENCES

(1]

(10]

(1]

4/2011

Langner J., Rodhe H.; A global three dimensional
model of the tropospheric sulfur cycle. J. Atmos.
Chem., Vol.13, 1991; p.255-263

Smith 1.C., Carson B.L.; Trace metals in the environ-
ment. Ann Arbor, MI, Ann Arbor Science Publishers,
1981

Hamilton E.I.; The geobiochemistry of cobalt. Science
of the Total Environment, Vol.150, 1994; p.7-39

Seiler H.G., Sigel H., Sigel A. (eds.); Handbook on the
Toxicity of Inorganic Compounds, Marcel Dekker,
Inc. 260, 1988

Agency for Toxic Substances and Disease Registry
(ATSDR); Toxicological Profile for Cobalt. Public
Health Service, U.S. Department of Health and
Human Services, Atlanta, GA. 1992

Sedlak D.L., Hoigne J., David M.M., Colvile R.N.,
Seyffer E., Acker K., Wiepercht W,, Lind J.A., Fuzzi S.;
The cloudwater chemistry of iron and copper at Great
Dun Fell, UK, Atmos. Environ., Vol.31, 1997
p-2515-2526

Millet M., Wortham H., Mirabel P.; Solubility of poly-
valent cations in fogwater at an urban site in
Strasbourg (France). Atmos. Environ., Vol.29, 1995;
p-2626-2631

Rao X, Jeffrey L., Collett J.R., Jr.; The Drop Size-
Dependence of Iron and Manganese Concentrations
in Clouds and Fogs: Implications for Sulfate
Production. J. Atmos. Chem., Vol.30, 1998; p.273-289

Patel K.S., Shukla A., Tripathi A.N., Hoffmann P.;
Heavy metal concentrations of precipitation in east
Madhya Pradesh of India. Water Air Soil Poll.
Vol.130, 2001; p.463-468

Hofmann H., Hoffmann P, Lieser K.H.; Transitions
metals in atmospheric aqueous samples, analytical
determination and speciation. Fresenius J. Anal.
Chem. Vol.340, 1991; p.591-597

Arimoto R., Duce R.A., Ray B.J., Uni CK,;
Atmospheric trace elements at Enewetak Atoll:2.
Transport to the Ocean by wet and dry deposition.
Journal of Geophysical Research, Vol. 90(D1), 1985;
p.2391-2408

Hansson H.C., Ekholm A-K.P, Ross H.B.; Rainwater
analysis: a comparison between proton-induced x-ray
emission and graphite furnace atomic absorption
spectroscopy.  Environmental  Science  and
Technology, Vol.22, 1988; p.527-531

Reimann C., De Caritat P, Halleraker J.H., Volden T,
/fyrds M., Niskavaara H., Chekushin V.A., Paviov V/A.;
Rainwater composition in eight Arctic catchments in

northern Europe (Finland, Norway and Russia).
Atmospheric Environment, Vol.31, 1997; p.159-170

ARCHITECTURE

[14]

[15]

[16]

(17]

(18]

(19]

[20]

[21]

(22]

(23]

CIVIL ENGINEERING

Seinfeld, J.H., Pandis, S.N.; Atmospheric Chemistry
and Physics. From Air Pollution to Climate Change.
Wiley, New York 1998

Grgic I, Hudnik V., Bizjak M., Levec J.; Aqueous S(IV)
oxidation — I. Catalytic effect of some metals. Atmos.
Environ., Vol.25A, 1991; p.1591-1597

Berglund J., Elding L. J.; Manganese-catalysed autoxi-
dation of dissolved sulfur dioxide in the atmospheric
aqueous phase. Atmos. Environ. Vol.29, 1995;
p.1379-1391

Novi¢ M., Grgic L., Poje M., Hudnik V; Iron-catalyzed
oxidation of S(IV) species by oxygen in aqueous solu-
tion: influence of pH on the redox cycling of iron.
Atmos. Environ., Vol.30, 1996; p.4191-4196

Grgic I, Berci¢ G.; A simple kinetic model for autoxi-
dation of S(IV) oxides catalyzed by iron and/or man-
ganese. J. Atmos. Chem., Vol.39, 2001; p.155-170

Wilkosz 1., Konieczyriski J., Zajusz-Zubek E.; Kinetic
studies of S(IV) catalytic oxidation in aqueous solu-
tions at concentrations close to those found in the
atmosphere. Archives of Environmental Protection,
Vol.25, 1999; p.51-62

Zhao B., Li Y, Tong H., Zhuo Y., Zhang L. Shi J., Chen
C.; Study on the reaction rate of sulfite oxidation with
cobalt ion catalyst. Chemical Engineering Science,
Vol.60, 2005; p.863-868

Pasiuk-Bronikowska W., Rudziriski K.J., Broni-
kowski T, Ziajka J.; Kinetics of S(IV) oxidation in
aqueous solution: impacts of transition metal ion
transformations, [In] Heterogenous and Liquid-
Phase Processes (ed. Warneck P), Springer-Verlag
Berlin Heidelberg, 1996

Brandt Ch., Elding L.I.; Role of chromium and vana-
dium in the atmospheric oxidation of sulfur(IV).
Atmos. Environ., Vol.32, 1998; p.797-800

Martins C.R., Neto C.A C., Alves J.J.E, de Andrade J.B.;
Oxidation of sulfur(IV) by oxygen in aqueous solu-
tion: role of some metal ions. J. Braz. Chem. Soc.,
Vol.10, 1999; p.453-458

ENVIRONMENT 155



. Wilkosz, D. Smalcerz

156 ARCHITECTURE CIVIL ENGINEERING ENVIRONMENT 4/2011



