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[57) ABSTRACT

An electrochemical process for the production of sul-
phuric acid and sodium hydroxide by the electrolysis of
an aqueous solution of sodium sulphate in which the
concentration of the aqueous sodium sulphate solution
which is electrolysed is greater than that of a saturated
solution of sodium sulphate under neutral conditions
and at the temperature employed.

The process may be effected in a two-compartment
electrolytic cell comprising an anode compartment and
a cathode compartment separated by a cation-exchange
membrane.

9 Claims, 1 Drawing Sheet
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ELECTROCHEMICAL PRODUCTION OF
SODIUM HYDROXIDE AND SULFURIC ACID
FROM ACIDIFIED SODIUM SULFATE
SOLUTIONS

BACKGROUND OF THE INVENTION

1. Field of the Invention

This invention relates to an electrochemical process
and more particularly to an electrochemical process for
the production of sulphuric acid and sodium hydroxide
from an aqueous solution of sodium sulphate. In a fur-
ther aspect the invention relates to an electrochemical
cell in which to operate the process of the invention.

2. Description of Related Art

Many industrial processes involve the neutralisation
of either sulphuric acid or sodium hydroxide. These
processes generally produce as a by-product sodium
sulphate which is of little commercial value. An exam-
ple of this type of process is the production of reconsti-
tuted cellulose where for every tonne of cellulose film
or fibre produced, slightly more than one tonne of
waste sodium sulphate is discarded. Many other pro-
cesses involve the production of sodium sulphate as a
by-product.

Electrochemical processes are known for the split-
ting of sodium sulphate into its component acid and
base, sulphuric acid and sodium hydroxide.

Known electrochemical processes for the production
of sulphuric acid and sodium hydroxide from aqueous
sodium sulphate solutions are of two types, so-called
“electrodialysis” and electrolysis. In the electrolysis
type process, the electrode reactions:

Cathode: 2H20+2e~—H3+20H~ and

Anode: 2H;0—4H* +03+4e~

are used to split water, and ion-selective membranes are
used to keep the ions apart. The process may be carried
out in a two compartment cell, a three compartment cell
or a cell having more than three compartments.

In the two compartment cell, an anion selective or
cation selective membrane may be used to separate the
anode compartment of the cell from the cathode com-
partment of the cell. Where a cation selective mem-
brane is employed, an aqueous sodium sulphate stream
is fed into the anode compartment of the cell where it is
converted to sulphuric acid and oxygen and sodium
ions migrate across the membrane to the cathode com-
partment where sodium hydroxide and hydrogen are
produced. Where an anion selective membrane is em-
ployed, the agueous sodium sulphate solution is fed to
the cathode compartment of the cell and the sulphate
ions migrate across the membrane to the anode com-
partment where sulphuric acid and oxygen are pro-
duced, a sodium hydroxide solution and hydrogen
being produced in the cathode compartment.

In a three compartment cell which has a central com-
partment, an anode compartment and a cathode com-
partment, the aqueous sodium sulphate solution is fed
into the central compartment. The central compartment
is separated from the anode by an anion selective mem-
brane and from the cathode by a cation selective mem-
brane. When current is passed through the cell, sul-
phuric acid is produced in the anode compartment and
sodium hydroxide in the cathode compartment, the
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sodium sulphate in the central compartment being de-
pleted by an equivalent amount.

In the so-called electrodialysis process the cell com-
prises a series of alternating bipolar membranes and ion
exchange membranes between a terminal anode and a
terminal cathode. The bipolar membranes are used to
split water into H+ and OH—, which are separated to
opposing sides of the bipolar membranes under the
influence of the electric field. In an electrodialysis pro-
cess employing, for example, a cation-exchange mem-
brane, aqueous sodium sulphate is charged to the ano-
lyte side of the bipolar membranes and the sodium ions
migrate through the cation selective membrane to the
catholyte side of an adjacent bipolar membrane where
sodium hydroxide is produced, sulphuric acid being
produced at the anolyte side of the bipolar membranes.

However these known processes do suffer from dis-
advantages. Thus the current efficiency of the process,
measured in terms of the ratio of Na+ ions to the total
Na+ ions and H+ ions transferred across the cation
selective membrane, may be disadvantageously small
and the concentration of sulphuric acid produced by the
process may not be sufficiently great as to make the
product commercially acceptable, due to the transfer-
ence of H+ across the membrane.

The aforementioned known processes are operated at
temperatures up to 60° C. using as anolyte, agqueous
sodium sulphate solutions having concentrations of up
to 30 wt % sodium sulphate. A 30 wt % sodium sul-
phate solution is a saturated sodium sulphate solution
under neutral conditions at the temperatures employed
in the known processes.

SUMMARY OF THE INVENTION

The present invention provides an electrochemical
process for the production of sodium hydroxide and
sulphuric acid from aqueous sodium sulphate solutions
in which the current efficiency tends to be substantially
higher than that of heretofore known processes and in
which the concentration of sulphuric acid produced by
the process may be much greater, thus making the pro-
cess more commercially attractive.

According to the present invention there is provided
an electrochemical process for the production of sul-
phuric acid and sodium hydroxide by the electrolysis of
an aqueous solution of sodium sulphate characterised in
that the concentration of the aqueous sodium sulphate
solution which is electrolysed is greater than that of a
saturated solution of sodium sulphate under neutral
conditions at the temperature employed.

Under neutral conditions, the concentration of a satu-
rated solution of sodium sulphate is about 30 wt % at
most temperatures, although the concentration may be
higher, but at most, about 32 wt % at about 35° C. In the
present invention the concentration of sodium sulphate
will therefore be greater than 30 wt %, preferably
greater than 32 wt % sodium sulphate, more preferably
greater than 34 wt % sodium sulphate and especially
greater than 36 wt % sodium sulphate based on the total
weight of the solution, since we have found that the
current efficiency of the process increases as the con-
centration of the aqueous sodium sulphate solution is
increased. .

It is to be understood that by electrochemical process
there is meant both the so-called electrodialysis process
and conventional electrolytic processes and the process
of the present invention may be usefully employed in
any electrochemical process for the production of so-
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dium hydroxide and sulphuric acid from an aqueous
solution of sodium sulphate provided that the sodium
sulphate solution is as hereinbefore defined. Thus where
the process of the invention is carried out by electrodi-
alysis, the aqueous sodium sulphate solution is charged
to the compartments on the anode side of the bipolar
membrane whereas in electrolysis, the aqueous sodium
sulphate solution will be charged to the anode compart-
ment of a two compartment cell comprising a cation-
exchange membrane, or to the central compartment of a
three compartment cell.

However, we prefer to operate the process of the
present invention in a two compartment cell wherein
the anode and cathode are separated by a cation-
exchange membrane, since operation in such a two
compartment cell allows the use of electrodes and mem-
branes which may usefully be employed at the higher
preferred temperatures of the process as described here-
inafter.

DETAILED DESCRIPTION OF THE
PREFERRED EMBODIMENTS

According to a preferred embodiment of the inven-
tion there is provided a process for the production of
sulphuric acid and sodium hydroxide by the electrolysis
of an aqueous solution of sodium sulphate in an electro-
lytic cell comprising at least one anode in an anode
compartment separated from at least one cathode in a
cathode compartment, said anode and cathode com-
partments being separated by a cation-exchange mem-
brane characterised in that the concentration of the
aqueous sodium sulphate solution which is electrolysed
is greater than that of a saturated solution of sodium
sulphate under neutral conditions at the temperature
employed.

For clarity, the invention will be described hereafter
with reference to carrying out the process of the inven-
tion in the electrolytic cell of the preferred embodiment
of the invention although the invention is not limited
thereto.

As previously described, a saturated aqueous sodium
sulphate solution under neutral conditions comprises
not more than 32 wt % sodium sulphate and this has
hereto established an upper limit upon the concentra-
tion of the aqueous sodium sulphate solution which is
electrolysed. Furthermore, this optimum concentration
of sodium sulphate is only obtainable over a very nar-
row temperature range between about 30° C. and about
40° C., and this has also established a narrow band of
operating temperatures using such a high concentration
of sodium sulphate.

In order that the concentration of the aqueous sodium
sulphate solution which is electrolysed may be greater
than that of a saturated solution of sodium sulphate
under neutral conditions at the temperature employed,
the aqueous sodium sulphate solution may be acidified,
for example, the sodium sulphate solution may also
comprise sulphuric acid. Thus, the aqueous sodium
sulphate solution which is electrolysed may be prepared
by dissolving sodium sulphate in a sulphuric acid solu-
tion, rather than water. The aqueous sodium sulphate
solution may comprise at least 0.5 wt % sulphuric acid,
usually at least 1 wt % sulphuric acid, preferably at least
5 wt %, more preferably at least 7 wt % sulphuric acid
since the maximum possible concentration of sodium
sulphate in aqueous sodium sulphate solutions compris-
ing at least 7 wt % sulphuric acid may be substantially
increased compared to neutral solutions. Where the
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aqueous sodium sulphate solution comprises 7 wt %
sulphuric acid, the concentration of sodium sulphate
may be increased to 34 wt % at 60° C.

Furthermore, the concentration of sodium sulphate in
acidic aqueous sodium sulphate solutions may be sub-
stantially increased by increasing the temperature. In
the known processes, no benefit in terms of sodium
sulphate solubility was gained by increasing the temper-
ature since the concentration of sodium sulphate in a
saturated neutral solution of sodium sulphate does not
depend significantly upon the temperature, indeed the
concentration of saturated sodium sulphate solution
falls slightly with increasing temperature above 35° C.
for neutral solutions. However, where the aqueous so-
dium sulphate solution which is electrolysed is an acidi-
fied solution, in particular a solution of sodium sulphate
in sulphuric aid, the concentration of the sodium sul-
phate may be increased with increasing temperature.
Preferably therefore the temperature at which the pro-
cess is operated is at least 65° C. and more preferably
greater than 75° C. Furthermore, the effect of increas-
ing the temperature on increasing the solubility of so-
dium sulphate is more dramatic where the aqueous
sodium sulphate solution comprises at least 7 wt %
sulphuric acid and especially where the solution com-
prises at least 12 wt % sulphuric acid and the process is
preferably operated with a sodium sulphate solution
comprising at least 7 wt % sulphuric acid at a tempera-
ture greater than 65° C., more preferably with a sodium
sulphate solution comprising at least 12 wt % sulphuric
acid at a temperature greater than 75° C. Thus the con-
centration of sodium sulphate in an aqueous sodium
sulphate solution comprising 12 wt % sulphuric acid
may, at a temperature of 80° C., be as high as 36 wt %
sodium sulphate. Generally the temperature at which
the process is operated will not be greater than about
100° C. since the membranes and electrodes used in the
process may not operate as efficiently and for as long a
time when temperatures in excess of 100° C. are em-
ployed.

It is also to be understood that in the electrochemical
process of the present invention in which aqueous so-
dium sulphate is split into sulphuric acid and sodium
hydroxide, sodium sulphate and water are consumed in
the process and thus the concentration of sodium sul-
phate in the anolyte solution may decrease. However, in
the process according to the invention the initial con-
centration of the aqueous sodium sulphate solution,
which may be the concentration of the aqueous sodium
sulphate anolyte feed solution to the anode compart-
ment of the electrochemical cell, is greater than that of
a saturated solution of sodium sulphate under neutral
conditions at the temperature employed. Thus the pro-
cess of the invention may comprise dissolving sodium
sulphate in aqueous sulphuric acid to a concentration
greater than that of a saturated solution of sodium sul-
phate under neutral conditions at the temperature em-
ployed and feeding the solution to the electrochemical
cell.

Furthermore, in a preferred embodiment of the in-
vention, the concentration of sodium sulphate in the
solution is maintained at above that of a saturated solu-
tion of sodium sulphate under neutral conditions at the
temperature employed, despite the consumption of dis-
solved sodium sulphate from the solution during the
process and the increasing sulphuric acid concentration
in the anolyte.
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This may be achieved for example by resaturating the
anolyte solution with sodium sulphate, for example by
feeding an aqueous sodium sulphate solution to the cell
which is saturated in sodium sulphate and which also
contains further suspended solid sodium sulphate in
order to maintain the concentration of the sodium sul-
phate solution as the dissolved sodium sulphate is con-
sumed during the electrolysis.

Preferably however, the anolyte solution is resatu-
rated by recirculating the anolyte solution through a
re-saturator vessel containing solid sodium sulphate and
back to the electrolytic cell. Where the electrochemical
cell is a three-compartment cell, product sulphuric acid
is produced in the anolyte, whilst the depleted sodium
sulphate solution is removed from the central compart-
ment. In this arrangement, at least a part of the sul-
phuric acid produced in the anolyte may be recycled
with the depleted sodium sulphate from the central
compartment in order to provide the required sulphuric
acid in which to re-saturate the sodium sulphate solu-
tion returned to the central compartment of the cell.
Alternatively sulphuric acid may be added directly to
the depleted sodium sulphate solution recycled from the
central compartment of the cell or the small amount of
acid concentration produced in the central compart-
ment due to imbalance of the efficiencies of the anion-
and cation-exchange membranes employed may be al-
lowed to build up whereby to provide the required
sulphuric acid.

According to a further aspect of the present invention
there is provided an electrochemical cell for the pro-
duction of sulphuric acid and sodium hydroxide by the
electrolysis of an aqueous acid solution of sodium sul-
phate comprising at least one anode in an anode com-
partment separated from at least one cathode in a cath-
ode compartment by at least one ion-exchange mem-
brane (and optionally an intermediate compartment)
and a sodium sulphate re-saturation reservoir character-
ised in that the reservoir is in fluid flow connection with
the anolyte compartment (and/or the intermediate com-
partment) such that at least a portion of the product
therefrom may be recycled through the reservoir.

The structure of the cell, for example anode and
cathode materials, the ion-exchange membrane (in par-
ticular cation-exchange membrane), and the type of
cell, for example filter press type, may follow conven-
tional technology.

Thus the cathode of the electrochemical cell may be
constructed from any of the conventional materials
employed for cathodes at which hydrogen is produced.
Thus the cathode may comprise a metallic substrate
coated with at least one platinum group metal and/or at
least one platinum group metal oxide in order to reduce
the hydrogen overvoltage. As examples of metallic
substrates may be mentioned ferrous metals, for exam-
ple iron, or preferably non-ferrous metals, for example
copper or molybdenum, or alloys of these metals. How-
ever, the metallic substrate more preferably comprises
nickel or nickel alloy. The metallic substrate of the
cathode may be made of nickel or a nickel alloy or it
may comprise a core of another metal, e.g. iron or steel,
or copper, and an outer surface of nickel or a nickel
alloy.

A particularly preferred cathode comprises a coating
of a platinum group metal or a mixture thereof, or a
platinum group metal oxide or mixture thereof, or a
coating of a platinum group metal and a platinum group
metal oxide on a nickel or nickel alloy substrate.
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The anode of the electrochemical cell may be con-
structed from any of the conventional materials em-
ployed for anodes at which oxygen is produced. Typi-
cally the anode comprises a substrate of a film-forming
metal, for example titanium, zirconium, niobium, tanta-
lum, or tungsten or an alloy consisting principally of
one or more of these metals, and a coating of an elec-
trocatalytically active material, for example one or
more platinum group metals, that is platinum, rhodium,
iridium, ruthenium, osmium and paliadium or alloys of
said metals and/or an oxide or oxides thereof. Elec-
trocatalytically active materials which are particularly
suitable for use in the preferred embodiment of the
invention include coatings comprising IrO,, for exam-
ple a coating of IrQ; itself; a coating comprising IrO; in
a solid solution with an oxide of a valve metal, for exam-
ple a solid solution of IrO; and Ta;0s; and a coating
comprising a mixture of Pt and IrO,.

The nature of the cation-exchange membrane is such
that the membrane should be resistant to degradation by
the cell liquors, i.e. sodium sulphate, sodium hydroxide
and sulphuric acid. The membrane is suitably made of a
fluorine-containing polymeric material containing ca-
tion-exchange groups, for example sulphonic acid, car-
boxylic acid or phosphonic acid groups, or derivatives
thereof, or a mixture of two or more such groups.

Such cation exchange membranes are well known in
the art. Suitable cation-exchange membranes are those
described, for example, in UK Patents Nos. 1184321,
1406673, 1455070, 1497748, 1497749, 1518387 and
1531068.

In operation of the process of the invention in a two-
compartment cell comprising a cation-exchange mem-
brane, the aqueous sodium sulphate solution as herein-
before defined is charged to the anode compartment of
the cell and a sodium hydroxide solution is charged to
the cathode compartment of the cell, whilst in a three-
compartment cell, the aqueous sodium sulphate solution
as hereinbefore defined is charged to the central com-
partment of the cell, water or a sulphuric aid solution is
charged to the anode compartment of the cell and a
sodium hydroxide solution is charged to the cathode
compartment of the cell. During operation of the two-
compartment cell, the concentration of sodium hydrox-
ide in the catholyte increases due to the consumption of
water at the cathode to produce hydrogen and OH-
—and the production of sodium hydroxide by the reac-
tion of OH—with Na+ions which migrate across the
cation exchange membrane from the anolyte to the
catholyte. Similarly, in a three-compartment cell the
concentration of sodium hydroxide in the cathode com-
partment increases due to migration of Na+from the
central compartment of the cell to the cathode compart-
ment.

The concentration of the sodium hydroxide solution
which is charged to the cathode compartment of the
cell may vary within wide limits, depending upon the
desired concentration of the final pure sodium hydrox-
ide solution produced in the cathode compartment.
Typically the concentration of the sodium hydroxide
solution which is charged to the cathode compartment
of the cell will be in the range from about 5 wt % to
about 32 wt %, and preferably in the range from about
15 wt % to about 32 wt % such that sodium hydroxide
solutions with concentrations as high as 35 wt % may
be produced in the process of the invention.

The process of the invention may be operated in a
batch-type process in which the aqueous sodium sul-
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phate solution is fed to the anode compartment of the
cell (or central compartment in a three-compartment
cell) at the desired temperature, and sodium hydroxide
solution is fed to the cathode compartment of the cell at
the desired temperature. The anolyte is preferably recir-
culated through a separator, for example a vapour trap
condenser, to separate oxygen gas produced at the
anode from the anolyte solution and the anolyte solu-
tion may then be passed through a sodium sulphate
re-saturator and back to the anode compartment of the
cell. The sodium sulphate resaturator is preferably also
maintained at the preferred temperature of operation in
order to allow the maximum degree of re-saturation.
The product sulphuric acid solution may then be col-
lected, for example drained from the cell or the recircu-
lating anolyte stream, after the desired time.

Similarly the sodium hydroxide solution charged to
the cathode compartment of the cell may be recircu-
lated through a separator, for example a vapour trap
condensor, to separate hydrogen gas produced at the
cathode from the catholyte solution and at least a part
of the catholyte solution may then be returned to the
cathode compartment.

Preferably however, the invention is operated as a
continuous process in which aqueous acidified sodium
sulphate solution, produced for example by dissolving
sufficient sodium sulphate in sulphuric acid of the de-
sired concentration to give the desired concentration of
sodium sulphate and sulphuric acid in the anolyte feed
solution, is continuously pumped into the anode com-
partment of the cell and aqueous sodium hydroxide
solution is continuously pumped into the cathode com-
partment of the cell. The anolyte may be continuously
withdrawn from the anode compartment and passed
through a separator to separate oxygen produced at the
anode from the anolyte solution and the anolyte solu-
tion may then be recirculated through a sodium sul-
phate saturator vessel and resaturated with sodium sul-
phate. The product sulphuric acid solution may be con-
tinuously tapped off from the recirculating anolyte
stream. In this way the recirculating anolyte stream
may provide the necessary sulphuric acid concentration
so that the addition only of water and sodium sulphate
in the re-saturator maintains the required sodium sul-
phate concentration in the feed to the anode compart-
ment of the cell.

The flow rate of the recirculating anolyte feed to the
anode compartment of the cell may vary within wide
limits depending, inter alia, upon the active area of the
membrane employed in the cell. The anolyte feed flow
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rate should be such as to ensure the maximum degree of

saturation in the anolyte and the required product acid
strength. The anolyte feed flow rate is typically in the
range, for example, from about 0.01 meter? per hour to
about 20 meter3 per hour.

The process of the invention makes possible the pro-
duction of sulphuric acid solutions which may be much
more concentrated than those produced by known pro-
cesses. Indeed the sulphuric acid solution may be a 10%
sulphuric acid solution and even a 15% sulphuric acid
solution. Residual sodium sulphate in the product sul-
phuric acid solution may be crystallised out of the solu-
tion and returned to the saturator for resaturating the
recirculated anolyte.

The process of the invention may operate with a
current efficiency as high as 75% and even as high as
80% whilst allowing sulphuric acid solutions having a
15% sulphuric acid concentration to be produced.
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DESCRIPTION OF DRAWING

The invention is illustrated with reference to the
accompanying FIGURE which is a schematic represen-
tation of apparatus for batch operation of the preferred
embodiment of the invention.

In the FIGURE, a two compartment divided mem-
brane electrolyser 1, in this case an FM-01 electrolyser
(available from ICI Chemicals & Polymers Ltd) com-
prises an anode compartment 2 and a cathode compart-
ment 3 separated by a cation exchange membrane 4, in
this case Nafion 324 (supplied By E. I. Du Pont De
Nemours) having an active area of 0.0064 m2. The
anode compartment is provided with an anode (not
shown) comprising a titanium substrate having an IrO;
electrocatalytically active coating, and the cathode
compartment is provided with a cathode comprising
grit-blasted nickel.

An anolyte saturator/reservoir § is provided with a
heater 6, an anolyte vapour condensor 7, a temperature
indicator 8, a stirrer 9 and a sintered glass divider 10.
The anolyte reservoir 5 is connected to the anode com- -
partment of the cell via an anolyte circulation pump 11.
The anode compartment of the cell is connected via an
outlet 12 to the anolyte reservoir 5.

A catholyte reservoir 13 is provided with a heater 14,
a catholyte vapour condensor 15 and temperature indi-
cator 16. The catholyte reservoir is connected to the
cathode compartment of the cell via a catholyte circula-
tion pump 17. The cathode compartment of the cell is
connected via an outlet 18 to the catholyte reservoir 13.

In operation of the apparatus, anolyte solution is
prepared by charging known masses of aqueous sul-
phuric acid and sodium sulphate to the anolyte reser-
voir. Sufficient sodium sulphate is added in excess of the
amount required to maintain a saturated solution
throughout operation. The sintered glass divider in the
anolyte reservoir prevents solid sodium sulphate being
drawn into the pump and blocking the cell ports. The
anolyte solution is heated and circulated through the
anode compartment of the cell. The catholyte is pre-
pared by charging agueous sodium hydroxide, of the
desired concentration so as to yield sodium hydroxide
of the required concentration at the end of operation, to
the catholyte reservoir. The catholyte is heated and
circulated through the cathode compartment of the cell.
The cell may then be connected to a source of electrical
power and charge passed between the anode and the
cathode.

The anolyte and catholytes are continuously recircu-
lated through the cell. The anolyte discharged from the
cell returns to the anolyte reservoir, depleted in sodium
sulphate and enriched with sulphuric acid, and contami-
nated with oxygen. The oxygen is separated and dis-
charged by the vapour trap condensor. The solution
phase is resaturated with sodium sulphate and returns to
the anode compartment of the cell.

The catholyte discharged from the cell returns to the
catholyte reservoir together with hydrogen produced
at the cathode. The hydrogen is separated and dis-
charged through the vapour trap condensor. The hy-
drogen-free catholyte is returned to the cathode com-
partment of the cell via the catholyte circulation pump.

Circulation of the anolyte and catholyte is continued
for the required time and then the catholyte and anolyte
solutions are discharged from the cell and the reser-
Voirs.
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The invention is further illustrated by the following
examples which were carried out in an apparatus as
described generally above.

EXAMPLE 1

This example illustrates the effect of carrying out the
electrolysis of sodium sulphate with an anolyte compris-
ing sulphuric acid and maintaining the concentration of
sodium sulphate in the anolyte at greater than 30% by
resaturating the anolyte stream.

A slurry comprising 0.7013 kg of sodium sulphate,
0.1016 kg of sulphuric acid and 0.6008 kg of water was
charged to the anolyte reservoir. A solution comprising
0.1509 kg of sodium hydroxide and 0.8537 kg of water
was charged to the catholyte reservoir. The anolyte and
catholyte were circulated through the cell at a flow rate
of 1.2 liters per minute and at a temperature of 62.2° C.

A current of 19.2 amperes was passed across the cell
and the cell was operated for 299 minutes. The concen-
tration of sulphuric acid and sodium sulphate in the
anolyte, sodium hydroxide in the catholyte and the
current efficiency were monitored and the results are
shown in Table 1.

TABLE 1
Elapsed Anolyte. Catholyte. Current

Time H,SOs4  NazS04 NaOH Efficiency.
min kg/kg kg/kg kg/kg %%

0 0.0873 0.3272 0.1394 0.0

19 0.0947 0.3365 0.1442 65.8

61 0.1084 0.3457 0.1522 66.0

79 0.1170 0.3704 0.1575 66.3
104 0.1276 0.3519 0.1630 66.6
129 0.1362 0.3753 0.1685 67.0
144 0.1422 0.3643 0.1717 67.3
164 0.1493 0.3704 0.1752 67.7
183 0.1541 0.3766 0.1793 68.1
204 0.1614 0.3674 0.1831 68.6
225 0.1696 0.3735 0.1860 69.1
244 0.1731 0.3828 0.1897 69.6
299 0.187) 0.3859 0.1983 71.1

The results show that even as the acid strength in-
creases, up to 18 wt % sulphuric acid, the current effi-
ciency of the process remains as high as 70%.

Examples 2 and 3 illustrate the effect of increasing the
temperature on the current efficiency of electrolysis.

EXAMPLE 2

The procedure of Example 1 was repeated except
that the anolyte comprised 0.7021 kg of sodium sul-
phate, 0.1002 kg of sulphuric acid and 0.6009 kg of
water, the catholyte comprised 0.150 kg of sodium hy-
droxide and 0.8503 kg of water and the electrolysis was
carried out at 72.1° C.

The results are shown in Table 2.
TABLE 2
Elapsed Anolyte. Catholyte. Current

Time HaSOs  NaSOy4 NaOH Efficiency.
min kg/kg kg/kg kg/kg %
0 0.0853 0.3457 0.1416 0.0
21 0.0945 0.3457 0.1476 71.0
52 0.1083 0.3550 0.1564 71.5
76 0.1191 0.3396 0.1623 72.0
116 0.1347 0.3519 0.1721 729
145 0.1466 0.3766 0.1784 73.7
175 0.1563 0.3766 0.1856 74.6
209 0.1684 0.3365 0.1924 75.7
236 0.1770 0.3828 0.1986 76.6
267 0.1854 0.3797 0.2036 77.8
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TABLE 2-continued
Elapsed Anolyte. Catholyte. Current
Time H2SO4  NaSOy4 NaOH Efficiency.
min kg/kg kg/kg kg/kg %
294 0.1945 0.3859 0.12092 78.8
EXAMPLE 3

The procedure of Example 1 was repeated except
that the anolyte comprised 0.7002 kg of sodium sul-
phate, 0.1002 kg of sulphuric acid and 0.6001 kg of
water, the catholyte comprised 0.1517 kg of sodium
hydroxide and 0.8501 kg of water and the temperature
was 80.3° C.

The results are shown in Table 3

TABLE 3
Elapsed Anolvte, Catholyte. Current

Time H;SO4 NaSO4 NaOH Efficiency.
min kg/kg kg/kg kg/kg %
Q 0.0827 0.3726 0.1418 0.0
29 0.0955 0.3430 0.1505 729
48 0.1078 0.3479 0.1579 73.3
85 0.1183 0.3661 0.1655 74.3
118 0.1321 0.3544 0.1735 75.3
147 0.1442 0.3853 0.1809 76.2
178 0.1553 0.3797 0.1880 77.3
200 0.1637 0.4217 0.1938 78.2
223 0.1710 0.4028 0.1970 79.1
243 0.1777 0.3917 79.9

0.2020

The results show that at higher temperatures the
current efficiency of the process is maintained at a
higher level.

In the following examples 4, 5 and Comparative Ex-
ample 1 which were conducted in order to simulate
continuous operation of the process of the invention,
the apparatus employed for Examples 1 to 3 was modi-
fied by replacing the resaturator vessel with a sodium
sulphate feed reservoir vessel and an anolyte collection
reservoir. In the Examples 4, 5 and Comparative Exam-
ple 1, sodium sulphate feed solution is continuously fed
from the feed reservoir through the anode compartment
and the product from the anode compartment is contin-
uously collected in the anolyte collection reservoir.

EXAMPLE 4

Sodium sulphate solution comprising 2.6 wt % sul-
phuric acid and 32.3 wt % sodium sulphate was contin-
uously fed to, and product anolyte solution was contin-
uously removed from, the anode compartment at a flow
rate of 0.37 kg/hour for a period of 6 months. Over this
time, the current efficiency was maintained at an aver-
age of 75%, and a product anolyte solution was col-
lected with an average sulphuric acid concentration of
8% by weight.

EXAMPLE 5

The procedure of Example 4 was repeated except
that the sodium sulphate feed solution comprised 8.6%
sulphuric acid and 34.5% sodium sulphate. The feed
solution was continuously fed and product solution
continuously collected at a flow rate of 0.28 kg/hour
for a period of 4 months. Over this time, the current
efficiency was maintained at an average of 70%, and a
product anolyte solution was collected with an average
sulphuric acid concentration of over 15% by weight.
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COMPARATIVE EXAMPLE 1

This example demonstrates the benefits, in terms of
current efficiency and product acid strength, of operat-
ing with a sodium sulphate solution having a concentra-
tion greater than that obtainable using a neutral sodium
sulphate solution.

The procedure of Example 4 was repeated except
that the sodium sulphate feed solution comprised 10.7%
sulphuric acid and 25.0% sodium sulphate. The feed
solution was continuously fed and product solution
continuously collected at a flow rate of 0.30 kg/hour
for a period of 1 month. Over this time, the current
efficiency was maintained at an average of 58%, and a
product anolyte solution was collected with an average
sulphuric acid concentration of 15% by weight.

I claim:

1. In an electrochemical process for the production of
sulphuric acid and sodium hydroxide by the electrolysis
of an aqueous solution of sodium sulphate the improve-
ment. wherein the aqueous sodium sulphate solution
which is electrolysed is an acidified aqueous sodium
sulphate solution having a sodium sulphate concentra-
tion which is greater than that of a saturated solution of
sodium sulphate in water under neutral conditions at the
temperature employed.

2. A process as claimed in claim 1 in which the con-
centration of the aqueous sodium sulphate solution
which is electrolysed is greater than 32 wt % based on
the total weight of the solution.

3. A process as claimed in claim 2 in which the con-
centration of the aqueous sodium sulphate solution
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which is electrolysed is greater than 34 wt % based on
the total weight of the solution.

4. A process as claimed in claim 1 in which the pro-
cess is operated in an electrolytic cell comprising at
least one anode in an anode compartment separated
from at least one cathode in a cathode compartment,
said anode and cathode compartments being separated
by a cation-exchange membrane.

5. A process as claimed in claim 1 in which the aque-
ous sodium sulphate which is electrolysed further com-
prises sulphuric acid.

6. A process as claimed in claim 5 in which the aque-
ous sodium sulphate solution comprises at least 0.5 wt
% sulphuric acid.

7. A process as claimed in claim 6 which is operated
at a temperature of at least 65° C.

8. A process as claimed in claim 7 which comprises
dissolving sodium sulphate in an aqueous solution of
sulphuric acid to a concentration greater than that of a
saturated solution of sodium sulphate under neutral
conditions and at the temperature employed and elec-
trolysing the solution.

9. A process as claimed in claim 8 in which the con-
centration of the aqueous sodium sulphate solution is
maintained at greater than that of a saturated solution of
sodium sulphate under neutral conditions and at the
temperature employed, by recirculating the aqueous
sodium sulphate solution and at least a part of the sul-
phuric acid produced through a sodium sulphate re-

saturation vessel.
* * * * *
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