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[57} ABSTRACT

An electrolytic cell and a process for electrolysis using
the cell are provided. The electrolytic cell is separated
into an anode chamber and a cathode chamber by a
fluorinated polymer membrane; wherein the membrane
comprises:
(a) at least 60 mole percent [CFX—CF;] where X=F
or Cl;
(b) an ion exchange equivalent weight of at least 600;
(c) pendant sulfonyl ion exchange groups; and
(d) pendant substantially fluorinated carbon groups
which have no ion exchange functionality.

These cells are particularly useful for the electrolysis of
aqueous, alkali metal halides.

35 Claims,  Drawing Figure



4,470,889
Page 2

“Commercial Operation of the Ion Exchange Mem- “F in Organic Chem.”, R. D. Chambers, pp. 211-212.

brane Chlor-Alkali Process”, presented to The Amer. «ggrmation of Adducts between Fluorinated Ke
. : ytones
g},eém. Soc. Centennial Meeting, New York, Apr. 4-9, .4 Metal Fluorides”, F. W. Evans, J. of Organic
) Chem., vol. 33, #5, May 1968.
“Polymers & Telomera of Perfluoro-1,4-pentadiene”, em., vo # 2y Y .
J. E. Fearn et al., J. of Polymer Science, Part A-1, vol. Chem. of Organic F. Compds.”, 2nd Ed., John Wiley
4, 131-140, (1966). & Sons, N.Y., M. Hudlicky, pp. 20-21.

“Aliphatic F Compounds”, Lovelace et al, Reinhold, “New Synthetic Reagents & Reactions”, G. A. Olah,
NY, 1958; p. 107. Aldrichimica Acta, vol. 12, #3, 1979.



U.S. Patent Sep. 11, 1984 4,470,889

CELL TEMP. = 2°C
CURRENT DENSITY = [0 AS]

100

S
T

H (322 wL7s)
D (3.2/ VoL7s)
A (3.45 voLrs)

A

B (537 voL7s)

£ (2.8 voL7S)

c (2.6 voL7s)

70+

CURRENT EFFICIENCY (%)

60 -

| 1 | J
35 /4 el 20 25

CAUSTIC CONCENTRATION (%)




4,470,889

1

ELECTROLYTIC CELL HAVING AN IMPROVED
ION EXCHANGE MEMBRANE AND PROCESS
FOR OPERATING

BACKGROUND OF THE INVENTION

The electrolytic production of chlorine and caustic
by the electrolysis of brine has been well known for
many years. Historically, diaphragm cells using a hy-
draulically-permeable asbestos diaphragm, vacuum-
deposited onto foraminous steel cathodes, have been
widely commercialized. Such diaphragm cells, employ-
ing permeable diaphragms, produce NaCl-containing
NaOH catholytes because NaCl passes through the
diaphragm from the anolyte to the catholyte. Such
NaCl-containing caustic generally requires a de-salting
process to obtain a low-salt caustic for industrial pur-
poses.

In recent years, the chlor-alkali industry has focused
much of its attention on developing membrane cells to
produce low-salt of salt-free caustic in order to improve
quality and avoid the costly desalting processes. Mem-
branes have been developed for that purpose which are
substantially hydraulically-impermeable, but which will
permit hydrated Na~ ions to be transported from the
anolyte portion to the catholyte portions, while substan-
tially preventing transport of Cl— ions. Such cells are
operated by flowing a brine solution into the anolyte
portion and by providing salt-free water to the catho-
lyte portion to serve as the caustic medium. The anodic
reactions and cathodic reactions are the same regardless
of whether a membrane cell or a diaphragm cell is em-
ployed.

Since the disclosure of fluorocarbon polymers con-
taining sulfonic acid functional groups on pendant fluo-
rocarbon chains was first disclosed by Connolly (U.S.
Pat. No. 3,282,875), a great deal of work has been done
on using these and similar materials as ion exchange
membranes in chloralkali cells. it has been stated that
because of excessive hydration, sulfonic acid mem-
branes are not useful, particularly at cell conditions
where the caustic strength in the operating cell exceeds
18% (Maomi Seko, Commercial Operation of the Ion
Exchange Membrane Chlor-Alkali Process, The Amer-
ican Chemical Society Meeting, April, 1976, New
York, N.Y.). Because of the problems encountered with
sulfonic acid substituted membranes, considerable work
has been directed at finding a suitable substitute for the
sulfonic acid. Carboxylic acid functional membranes
have been reported to operate at considerably higher
caustic strengths than sulfonic acid membranes (M.
Seko above ref., U.S. Pat. No. 4,065,366, Brit. Pat. Nos.
1,497,748; 1,497,749; 1,518,387). Membranes with at
least part of the sulfonic acid groups converted to sul-
fonamide have also been reported to operate at higher
caustic strengths than membranes with only sulfonic
acid functional groups (U.S. Pat. Nos. 3,784,399;
3,969,285). The incentive for striving for high caustic
strength in the cell lies in the fact that most commercial
caustic is sold as a 50% solution. Thus, higher strengths
achieved in the cell results in less water that must be
evaporated to reach the commercial 50% level. This
results in savings of “evaporation energy”, the energy
required to evaporate the solution.

In addition to the caustic strength being important,
two other criteria of the operating cell must also be
considered for a complete energy view of the overall
process. One is current efficiency, which is the ability of
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the membrane to prevent migration of the caustic pro-
duced at the cathode into the anode compartment and
the second is the voltage at which the cell operates,
which is partly determined by the electrical resistance
of the membrane. Power efficiency is often used as one
term that considers both the current efficiency and cell
voltage. It is defined as the product of the theoretical
voltage divided by the actual voltage multiplied by the
actual caustic produced divided by the theoretical caus-
tic that could have been produced at a given current.
Thus, it is apparent that power efficiency is reduced by
higher cell voltage or lower current efficiency. The
membrane has a direct effect on both. The most com-
mon method of comparing cells is to express the opera-
tion as kilowatt hours (KWH) of power consumed per
metric ton (mt) of product produced. This expression
also considers both voltage, higher voltage increasing
the quantity KWH, and current efficiency, lower effi-
ciency decreasing the quantity of product produced
(mt). Thus, the lower the value KWH/mt, the better the
performance of the cell.

In general, the changes that have been made in mem-
branes to increase the caustic strength in the cell have
resulted in at least partially offsetting increases in the
quantity KWH/mt. It has been reported that even
though a carboxylic acid membrane was capable of
producing greater than 30% caustic at above 90% cur-
rent efficiency, the most economical operation was at
21-25% caustic because of lower cell voltage (M. Seko,
“The Asahi Chemical Membrane Chlor-Alkali Pro-
cess”, The Chlorine Institute, Inc. 20th Chlorine Plant.
Managers Seminar, New Orleans, February, 1977). In
addition to problems of increasing cell voltage caused
by membranes capable of higher caustic strength opera-
tion, these types of membranes, when compared to
suifonic acids, do not last as long in service. This is at
least in part caused by greater sensitivity than the sul-
fonic acids to impurities found in brine feed. It has been
reported that the useful operating life of sulfonamide
membranes is only about one year (D. R. Pulver, pres-
ented at the Chlorine Institute’s 21st Plant Managers
Seminar, Houston, Tex., Feb., 1978). Sulfonic acid
membranes have operated up to three years in chlor-
alkali cells. A great deal of expense is incurred by short-
ened membrane life because of having to replace the
expensive membrane materials. Also the loss of produc-
tion and labor in having to remove cells from service,
disassemble, assemble and put them back in service in
costly.

The polymers used in the prior art as membranes are
generally copolymers formed by copolymerizing a
monomer chosen from the group of fluorinated vinyl
compounds composed of vinyl fluoride, hexafluoropro-
pylene, vinylidene fluoride, trifuloroethylene, chlorotri-
fluoroethylene, perfluoroalkyl vinyl ether and tetraflu-
oroethylene with an ion exchange functional (or group
easily converted to ion exchange functional) vinyl ether
monomer. The functional monomers for the sulfonic
acids of the prior art are represented by U.S. Pat. No.

3,282,875)
CF=CF;
)

FSO,CF,CF,0 (I:FCFZO
(CF;;

wheren = 1-3
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The sulfonamide of the prior art are represented by the
general structure

FSO;CF,CF20 ?FCon
( CF3

) CF=CF,

where the FSO,-group is converted to RNHSO2-by ‘

reaction with an amine compound and n=0-2 (Brit. No.
1,406,673 and U.S. Pat. No. 3,784,399). The carboxylic
acid ‘monomers are represented by similar structures
where the sulfonyl group has been replaced with either
a carboxylic acid or a group such as

i
CH30C—

or —C=N that is easily converted to a carboxylic acid
(U.S. Pat. No. 4,065,366, Brit. Nos. 1,497,748; 1,497,749;
1,518,387). In one case (U.S. Pat. No. 4,126,588), the
membrane is composed of a terpolymer made by select-
ing one monomer from the group of perfluorovinyl
compounds listed above and the other two from differ-
ent carboxylic acid functional monomers. One is chosen
from a group represented by CF=—=CFOCF»(CFX-
OCF,) (CFX')p-(CF20CFX")y-A where A represents
a carboxylic acid or derivative and the other from a
group represented by CF,—=CF(0)-(CFY),-A' where
A'is defined as A above. Two different functional mon-
omers were used in the above case to achieve desirable
physical properties. of the polymers.

In addition to work described above where changes

—

0

15

in functional groups have been used as a means of 35

achieving higher caustic strength in operating cells,
methods of operating the cells themselves that lead to
increased. caustic strength have been described. Series
catholyte flow (U.S. Pat. No. 1,284,618) and counter-
current series anolyte and catholyte flow (U.S. Pat. No.
4,197,179) lead to increased caustic strength without
sacrificing either current efficiency or cell voltage.
These techniques are also useful because caustic
strengths approaching those obtained with carboxylic
acid and sulfonamide membranes can be attained using
sulfonic acid membranes with their inherently longer
service life.

U.S. Pat. Nos. 4,025,405 and 4,192,725 show electro-
lytic cells having a stable, hydrated, selectively permea-
ble, electrically conductive membrane. The membrane
is.a film of fluorinated copolymer having pendant sul-
fonic acid groups containing recurring structural units
of the formula:

F 1)
—b—crr
®)n
SO;H
and
CXX'—CF2 @
where R is R’

—CF—CF;—O(CFY=—CF20)mn—

in which R’ is F or perfluoroalkyl of 1 to 10 carbon
atoms; Yis For CF3;mis 1,2, 0r 3;n isOor1; XisF,
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4
Cl, H, CF3; X’ and X are CF3-(CF3); wherein Z is 0-5;
the units of formula (1) being present in an amount of
from 3-20 mole percent.

SUMMARY OF THE INVENTION

An electrolytic cell and a process to use the cell are
provided. The electrolytic cell is separated into an
anode compartment and a cathode compartment by a
fluorinated polymer membrane; wherein the membrane
has:

(a) at least 60 mole percent [CFX-CF,], where X=F

or Cl; .

(b) an ion exchange equivalent weight of at least 600;

(c) pendant sulfonyl ion exchange groups; and

(d) pendant substantially fluorinated carbon groups

which have no ion exchange functionality.

DETAILED DESCRIPTION OF THE
INVENTION

It has been discovered that certain sulfonic acid mem-
branes perform in electrolytic chlor-alkali cells better
than those of the prior art. It has been found that non
ion exchange pendant groups attached to the polymer
backbone cause surprising and unexpected reductions in
the electrical resistance of the membrane. It is known to
those skilled in the art of polymer science that pendant
groups, whether chemically inert or active, act as inter-
nal plasticizers and render polymers more pliable and
easier to fabricate than similar polymers not having the
pendant groups. In many cases this technique is used to
reduce the crystallinity of polymer structures. It is not
expected from anything known in the prior-art that
introduction of inert pendant groups to polymers used
as membranes in electrolytic cells would beneficially
affect the performance of the cell. The reasons for this
surprising benefit from introduction of the inert pendant
group is not at all clear. Any reasons given, at the pres-
ent state of the art concerning theory of membrane
performance, would be more speculation. At the pres-
ent time, a generally accepted theory of membrane
operation is non existent even for copolymers. One
theory involving ionic clustering that appears to explain
some of the performance of one copolymer has been
disclosed (T. D. Gierke, 152nd national Meeting the
Electrochemical Society, Atlanta, Ga., October, 1977).

Several criteria, aside from the criteria of cell perfor-
mance, are necessary for use of polymers as membranes
in electrolytic cells. When the polymers are used as
films, which are conveniently made by melt extrusion of
the like, on commercial scale, the physical and chemical
properties of the film unit must withstand the environ-
ment of the cell. This severely restricts the materials
useful in the harsh environment of a chlor-alkali cell.
The cell is divided by the membrane into two compart-
ments, an anolyte compartment wherein chlorine gas is
made and constantly evolved from an anode and a cath-
olyte compartment wherein caustic is produced at a
cathode. These cells normally operate at temperatures
of from about 70° C. up to temperatures of about 100° C.
and are expected to continuously operate at these condi-
tions for many months and even years. This chemical
environment of strong, hot caustic on one side and a
highly oxidative environment on the other virtually
eliminates the use of most organic polymers or mem-
branes. The constant churning of gas being evolved
through the liquid electrolyte solutions in the cell se-
verely limits the physical properties that a film must
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‘have in order to meet the lieftime requirements of the
cell. It is known to physically support polymer films on
such materials as polytetrafluoroethylene scrim to aid in
meeting the life requirements, but even then, the film
must be physically sound to a large degree. Any holes
or tears that develop in the film lead to contamination of
the caustic product in the catholyte with salt from the
anolyte and even worse, can lead to explosive mixtures
of hydrogen in chlorine when cathodes are used that
produce hydrogen along with attendant production of
chlorine on the anode.

It is known in the art that fluoropolymers, in general,
meet the chemical requirements of the chlor-alkali cell.
These fluoropolymers can be substituted with other
halogen atoms such as chlorine or bromine that are not
reactive in the cell environment, but, although contrary
to some teachings, these polymers should not contain
hydrogen atoms on carbons that make up the main
polymer backbone. Carbon-hydrogen bonds are chemi-
cally attacked by both oxidation from the anolyte com-
ponents and caustic in the catholyte. Chemical attack
on the polymer backbone can lead to reduced molecular
weight by carbon-carbon bond cleavage and thus to
severe damage to film physical properties.

Physical properties of a polymer are dependent on
polymer structure. A highly crystalline fluoropolymer
made from simple, unsubstituted monomers such as
tetrafluoroethylene is tough, but has extremely high
melting or softening temperatures. Fabrication is diffi-
cult or near impossible by simple techniques such as
melt extrusion. Homopolymers of long chain, terminal
fluorocarbon olefins which result in polymers having
many pendant groups are difficult to prepare because of
having a relatively unreactive olefin site and when
formed are often low molecular weight, waxy, amor-
phous solids having little, if any, plastic quality. Materi-
als of this nature are useless as films. Copolymers of the
two type monomers described above often have proper-
ties, better than the homopolymers. Copolymers of
tetrafluoroethylene and perfluoroalkyl vinyl ethers
(U.S. Pat. No. 3,896,179) and halofluoroalkyl vinyl
ethers have excellent physical properties and can be
conveniently melt fabricated into films. Thus, polymers
with a limited number of pendant groups can maintain
most of the favorable physical characteristics of the
parent (no long pendant groups) polymer and also lend
itself to simple fabrication.

Membranes of the present invention are conveniently
made from polymers prepared by copolymerizing at
least three monomers where one is a simple fluorocar-
bon olefin such as tetrafluoroethylene or chlorotrifluo-
roethylene, another is a monomer having potential sul-
fonate ion exchange functionality such as

] CF=CF,
n

where X=Cl, Br or F and n=0-3 (U.S. Pat. No.
3,282,875) and still another is a monomer having a halo-
fluoro or perfluoro chain having no ion exchange func-
tionality, attached to the olefin function. When poly-
mers are selected from the above class of polymers that
contain a sufficient (greater than 60 mole percent)
amount of the simple, non pendant group originating,
monomer such as tetrafluoroethylene, tough, easily
fabricated films result that give outstanding perfor-
mance when used as membranes in chlor-alkali cells.

FSO,CF2CF20 ?FCFZO
[Csz
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6
These films may or may not be supported by materials
such as polytetrafluoroethylene scrim.

The concentration of the sulfonate ion exchange
functional group in the polymers is also critical to the
performance of the materials as membranes in electro-
lytic cells. Concentration of the functional group in the
dry polymer is expressed herein and in most of the prior
art as equivalent weight, which is defined as the formula
weight of the polymer containing one equivalent of the
functional group. It can be defined and conveniently
determined, by standard. acid-base titration, as the
weight of the polymer, having the functional group, the
sulfonic acid group in the present invention, in the acid
form, required to neutralize one equivalent of base. The
prior art teaches and demonstrates that sulfonic acid
membranes of the prior art should have equivalent
weights of at least about 1100 to be useful in chlor-alkali
cells. Sulfonic acid membranes having lower equivalent
weight allow excessive migration of hydroxide ions
from the catholyte to the anolyte portion of the cell and
thus result in excessively low current efficiency. It has
been found that equivalent weights of at least part of the
membranes of the current invention can be substantially
less than 1100 and still be useful in chlor-alkali cells.
This is particularly true when the pendant group having
the ion exchange functional group is short. In fact, par-
ticularly preferred polymers of the present invention
are made using the ion exchange functional monomer

FSO;CF;CF;0CF=CF;

as opposed to the functional monomer

FSO,CF,CF20CFCF,0CF=CF,
. CF3

of the prior art. One terpolymer having an equivalent
weight of 900 is shown in the examples to perform
substantially better than an 1100 equivalent weight co-

polymer of the prior art. It is thought that equivalent

weights as low as 600, when the pendant group having
the sulfonic acid functionality is short, should be opera-
ble in chlor-alkali cells.

The beneficial effects of the terpolymers, having the
non ion exchange pendant groups, are apparent when
cells, in the examples, containing these materials as
membranes are compared to cells containing the co-
polymers of the prior art as membranes and to cells
containing copolymers of tetrafluoroethylene and the
short functional monomer shown above as membranes.

The pendant fluorinated carbon groups having no ion
exchange functionality are represented by the general
formula
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CF,

— —o_‘

x'CcmI:F "
o

|
CFR

CFR’)y
X

where
X' and X' are independently selected from the group
consisting of F, Cl and Br
n’, a’ and b’ are independently zero or an integer
greater than zero
Rrand R'rare independently selected from the group
consisting of fluorine, chlorine, fluoroalkyls and
chlorofluoro alkyls.
Preferably a'=0-3; b’=0-3; Rf=Cl or F and R'=Clor
F.
Preferably n'=0-3. Most preferably n’=0 or 1 and
X'=Cl when n’'=1. Preferably X" is Cl.

BRIEF DESCRIPTION OF THE DRAWING

The FIGURE shows the results of using various ion
exchange membranes in an electrolytic cell for the elec-
trolysis of a NaCl brine solution. For each membrane
tested, the figure shows its operational voltage, its cur-
rent efficiency and the concentration of the caustic
produced in the cell.

EXAMPLE 1

A series of ion exchange membranes were individu-
ally tested in a small electrolytic cell. The cell had an
anode and a cathode with the ion exchange membrane
being evaluated sandwiched therebetween, thus sepa-
rating the cell into an anode chamber and a cathode
chamber. Each electrode had a square shape and had an
area of 8.63 square inches. Each electrode had a solid,
metal stud welded to it. Each stud passed through a
wall of the cell and was provided with leak proof seals.
Both studs were connected to a power supply. The stud
connected to the anode was constructed of titanium,
while the stud connected to the cathode was con-
structed of steel. The anode, itself, was an expanded
titanium mesh screen coated with a RuO;—TiO2 mix-
ture, while the cathode was constructed from woven
steel wires.

The anode chamber was filled with a saturated NaCl
brine solution (approximately 25 weight percent NaCl)
and catholyte chamber was filled with a caustic solution
having approximately 12 weight percent NaOH con-
centration. The cell was energized by applying a con-
stant current of approximately 8.63 amps, to give a
current density of 1.0 amps per square inch of electrode
area. A saturated brine solution (approximately 25
weight percent NaCl) was flowed into the anode cham-
ber at a rate sufficient to maintain the concentration of
the anolyte leaving the cell at approximately 17-20
weight percent NaCl. Deionized water was flowed into
the catholyte chamber, in a similar manner, at a rate
sufficient to maintain the catholyte leaving the cell at a
desired NaOH concentration. During the evaluation of
each membrane, the NaOH concentration was varied in
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order to determine the cell operation over a range of
caustic concentrations.

The temperature of the cell was controlled through-
out each evaluation at about 80° C. by means of an
immersion heater connected to a thermocouple inserted
into the anolyte chamber. During the evaluation of each
membrane the cell voltage was constantly monitored by
measuring the difference in voltage potential between
the anode stud and the cathode stud. For each evalua-
tion, the cell was operated for several days to reach
equilibrium. Then current efficiency was determined by
collecting the catholyte leaving the cell for a given
period of time, usually 16 hours, and determining the
amount of NaOH actually produced, as compared to
the amount theoretically produced at the applied cur-
rent.

Before the evaluation of each membrane, the follow-
ing preparatory procedures were followed:

(1) the acid form of each membrane was dried in an

oven and then equilibrated at ambient conditions;

(2) the membrane was soaked in a 30 weight % solu-

tion of triethanolamine in water for 30 minutes at
25° C,;

(3) the membrane was removed from the solution and

air dried; and

(4) the membrane was installed in the above-

described electrolytic cell.

In the above manner, the following membranes were
evaluated in actual cell operation. ’

A.* Hydrolyzed 1500 eq. wt., 2 mil (0.002 inches)
thick copolymer of tetrafluoroethylene (TFE) and

FSOzCFzCFzO(llFCFzOCF=CF2.
CF3

* This member was received from E. I. DuPont in the acid form and
was treated in the TEA solution as received.

B. Hydrolyzed 1375 eq. wt., 7 mil thick copolymer of .
TFE and FSO;CF2CF,0CF=CF>.

C. Hydrolyzed 860 eq. wt., 7.5 mil thick copolymer
of TFE and FSO>CF2CF,0CF=CF2.

D. Hydrolyzed 1240 eq. wt., 8 mil thick terpolymer
of TFE ‘and a mixture of FSO,CF2CF,0CF—=CF>
and CICF,CF,CF,0CF=CF in a ratio of 8:1.

E. hydrolyzed 900 eq. wt., 8 mil thick terpolymer of
TFE and a mixture of FSO,CF2CF;0CF=CF,
and CICF,;CF,CF,0CF=CF; in a ratio of 8:1.

F&G. Literature performance for hydrolyzed 1100
and 1200 eq. wt. copolymers of TFE and"

FSOzCFzCon(llFCF20CF=CF2—
CF3

M Seko, “Commercial Operation of The Ion Ex-
change Membrane Chlor-Alkali Process”, The
American Chemical Society, Centennial Meeting,
New York, April, 1976. S

H. Hydrolyzed 1350 eq. wt., 9.5 ml thick terpolymer
of TFE and a mixture of FSO2CF2,CF,0CF=CF»
and
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CICF2CF2CF20CFCF,0CF=CF,
CF,Cl

in a ratio of 8:1.

DISCUSSION OF RESULTS

The FIGURE shows the results obtained from the
evaluation of various membranes in the above described
cell, except for membranes designated as F and G. The
data shown for these latter two membranes was ob-
tained from published literature and is inserted for com-
parative purposes.

The figure shows the relationship of the current effi-
ciency of the cell to the caustic concentration of the
catholyte as it leaves the cell. The numbers in parenthe-
sis beside each curve represent average cell operating
voltages over the range of caustic concentrations under
which each membrane was tested.

All membranes showed that current efficiency is
indirectly proportional to the caustic concentration of
the catholyte. As has been discussed earlier, it is benefi-
cial to maximize the current efficiency and minimize the
voltage.

Certain comparisons have been made between the
performance of the various membranes.

Comparison of membranes designated as B, C, D, H
and E show the beneficial effects caused by incorpora-
tion of pendant, substantially fluorinated carbon groups
having no ion exchange functionality into copolymers
of TFE and the same functional monomer, FSO,CF,C-
F2OCF=CF3.

Membranes designated as B and C are copolymers
differing only in the relative amounts of TFE and the
functional monomer. Thus, membrane C has more ion
exchange functionality than membrane B, which is re-
flected in their 860 and 1375 eq. wts. respectively.

Membranes designated as D, E and H are all mem-
branes which have pendant sulfonyl ion exchange
groups and have pendant, substantially fluorinated car-
bon groups which have no ion exchange functionality.
As shown by their respective equivalent weights of
1240, 900 and 1350, they have differing amounts of ion
exchange functionality.

A direct comparison of cells having membrane B
with cells having membrane E shows that where the
two types of membranes operate at essentially equal
current efficiencies, the cell containing the membrane
having pendant, substantially fluorinated carbon groups
which have no ion exchange functionality, as well as
containing pendant sulfonyl ion exchange groups, oper-
ates at substantially (14%) lower voltage than the cell
having a membrane which does not have a pendant,
substantially fluorinated carbon group which has no ion
exchange functionality, but has only the suifonyl con-
taining pendant group.

A comparison of the cell containing membrane C
with a cell containing membrane E demonstrates that
while the cells operate at approximately the same volt-
age, the cell having a membrane which has pendant
substantially fluorinated carbon groups not having ion
exchange functionality, as well as containing pendant
sulfonyl containing groups, operates at a substantially
higher current efficiency than the cell containing the
membrane which has only pendant sulfonyl containing
groups.
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10

Comparison of cells which have membrane B to cells
having membranes D or H, shows that cells operate at
a substantially higher current efficiency if the mem-
brane contains pendant, substantially fluorinated carbon
groups and pendant, sulfonyl groups (membranes D and
H) as compared to cells which have membranes con-
taining pendant sulfonyl containing groups only.

Comparisons of the cell containing membrane D with
the cell containing membrane A, demonstrates the clear
superiority of the membrane which has both types of
pendant groups as compared to the membrane of the
prior art which has only pendant groups which contain
sulfonyl groups. Even though membrane D is four (4)
times as thick as membrane A, the cell voltages in both
cells are approximately the same. It has been calculated
that if membrane A were as thick as membrane D, the
cell containing membrane A would operate at well
above four (4) volts. As shown in the figure, the cell
containing the membrane of the prior art (A) does not
operate as efficiently as membranes of the present in-
vention, such as membrane D. The cell- containing
membrane D operates at a higher current efficiency
than the cell having membrane A, while at the same
time having less electrical resistance per unit of thick-
ness.

The table shows a comparison of polymers A, B, C,
D, E and H where power consumption per metric ton
of caustic has been calculated with all cells operating at
12% caustic. The table clearly demonstrates the superi-
ority of the cells which have membranes (D, E and H)
having two pendant groups; one pendant group having
sulfonyl ion exchange groups and one pendant, substan-
tially fluorinated carbon group which has no ion ex-
change groups, as compared to cells which have mem-
branes (B and C) having only one pendant group, a
sulfonyl containing group. This comparison between
the cells containing membranes D, E and H as opposed
to cells containing membranes B and C is made where
the membrane thicknesses are similar. Additionally, the
table shows that even when the thickness of membrane
A (the prior art membrane having only sulfonyl con-
taining pendant groups) is only one-fourth () that of
membranes D, E and H (which have two types of pen-
dant groups) the latter perform equally (D) or better

E). '

TABLE 1
POWER CONSUMPTION
CELL TYPE POLYMER (DCKWH/mt NaOH)
A* Copolymer 2358
B Copolymer 2549
C Copolymer 2554
D Terpolymer 2213
E Terpolymer 2358
H Terpolymer 2477

*A conservative estimate of 4.0 volts for an 8 mil sample of A would give a value
of 2994 DCKWH/mt NaOH.

We claim: _ .

1. In an electrolytic cell of the type having an anode
in an anode chamber; a cathode in a cathode chamber
and an ion exchange membrane separating the anode
chamber from the cathode chamber, wherein said mem-
brane is a copolymer of CFXCF», where X is F or Cl,
and a fluorinated vinyl ether compound having sulfonyl
ion exchange functionality, wherein said copolymer has
a polymeric backbone with sulfonyl-containing pendant
groups attached thereto;
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wherein the improvement comprises the copolymer
having additional pendant groups attached to the
backbone represented by the formula:
|
O ——

|
CF;y

X'CFz("JF
O

4}:}{ Ao’

(CFRA)y
X

where
X’ and X' are independently selected from the
group consisting of F, Cl and Br
', a’ and b’ are independently zero or an integer
greater than zero, provided n'+a’'+b's~0
Ry and R/ are independently selected from the
group consisting of fluorine, chlorine, fluoroal-
kyls and chlorofluoro alkyls.
2. The cell of claim 1 wherein the sulfonyl-containing
pendant groups are represented by the general formula:

CFy .
XCFz?F
o

Z(CFRa

CFRp)
SOsM

where

n=0 or an integer greater than zero;

X=F, Cl or Br;

M=hydrogen or-an aikali metal;

Rrand Ry are indépendently selected the group con-

sisting of F, Cl, fluoroalkyl and chlorofluoroalkyl;
a—zero or an integer greater than zero;
b=zero or an integer greater than zero, provided
a-+b40.

3. The cell of claims 1 or 2 where a’'=0-3; b'=0-3;
Rs=Cl or F; and Rf=Cl or F.

4. The cell of claims 1 or 2 where n=0-3 and X'=Cl
or F when n50.
5. The cell of claims 1 or 2 where n’=0.
6. The cell of claims 1 or 2 where n=0and X"'=F or
ClL -
7. The cell of claims 2 where n=0-3.
8. The cell of claims 2 where a=0-3; b=0-3; Rp=Cl
or Fand R¢=Clor F.

9. The cell of claim 2 wherein n=0; n'=0; and
X'"'=F or Cl.

10. The cell of claim 2 where n'=1 and n=0.

11. The cell of claim 2 where n’=0 and n=1.

12. The cell of claim 2 where X=Cl and X'=Cl

13. An electrolytic method using the cell of claims 1,
2,9,10, 11 or 12 comprising:
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12

(a) feeding an alkali metal halide solution into the
anode chamber;

(b) impressing an electrical current to the anode and
the cathode at a level sufficient to cause electroly-
sis; and

(c) removing the
cell.

14. An electrolytic method using the cell of claim 3

comprising:

(a) feeding an alkali metal halide solution into the
anode chamber;

(b) impressing an electrical current to the anode and
the cathode at a level sufficient to cause electroly-
sis; and

(c) removing the products of electrolysis from the
cell.

15. An electrolytic method using the cell of claim 4

comprising:

(a) feeding an alkali metal halide solution into the
anode chamber;

(b) impressing an electrical current to the anode and
the cathode at a level sufficient to cause electroly-
sis; and

(c) removing the products of electrolysis from the
cell.

16. An electrolytic method using the cell of claim §

comprising:

(a) feeding an alkali metal halide solution into the
anode chamber;

(b) impressing an electrical current to the anode and
the cathode at a level sufficient to cause electroly-
sis; and

(c) removing the products of electrolysis from the
cell.

17. An electrolytic method using the cell of claim 6

comprising:

(a) feeding an alkali metal halide solution into the
anode chamber;

(b) impressing an electrical current to the anode and
the cathode at a level sufficient to cause electroly-
sis; and

(c) removing the products of electrolysis from. the
cell.

18. An electrolytic method using the cell of claim 7

comprising:

(a) feeding an alkali metal halide solution into the
anode chamber;

(b) impressing an electrical current to the anode and
the cathode at a level sufficient to cause electroly-
sis; and

(c) removing the products of electrolysis from the
cell.

19..An electrolytic method using the cell of
comprising:

(2) feeding an alkali metal halide solution into the

anode chamber;

(b) impressing an electrical current to the anode and
the cathode at a level sufficient to cause electroly-
sis; and

(c) removing the products of electrolysis from the
cell.

20. An improved ion exchange membrane suitable for
use in a chlor-alkali electrolytic cell; said membrane
being a copolymer of CFXCF, where X is F or Cl, and
a fluorinated vinyl ether compound having sulfonyl ion
exchange functionality; wherein said copolymer has a
polymeric backbone with sulfonyl-containing pendant
groups attached thereto;

'products of electrolysis from the

claim 8
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wherein the improvement comprises the copolymer
having additional pendant groups attached to the

backbone represented by the formula:

—
i
X'CF2CF
— | "'
o

41:1{ 3 a;

(CFRf)y
X

where
X' and X' are independently selected from the
group consisting of F, Cl and Br
n’, a’ and b’ are independently zero or an integér
greater than zero, provided n'+a’'+b'#0
Ry and Rf are independently selected from the
group consisting of fluorine, chlorine, fluoroal-
kyls and chloroﬂuor.o alkyls.
21. The membrane of claim 20 wherein the sulfonyl-
containing pendant groups are represented by the gen-

eral formula:

14
7
5 CF,
XCF2(|3F
o
4CFR/)
10 -/-
(CFRps
SOsM
15 Where
n=0 or an integer greater than zero;
X=F, Cl or Br;
M=hydrogen or an alkali metal;
Ryand R/ are independently selected from the the
f e
20 group consisting of F, Cl, fluoroalkyl and chloro-
fluoroalkyl;
a=zero or an integer greater than zero; .
b=zero or an integer greater than zero, provided
a+bz£0.
25 22. The membrane of claims 20 or 21 where a’'=0-3;

b'=0-3; R/=Cl or F; and R/=Cl or F.

23. The membrane of claims 20 or 21 where n=0-3
and X'=Cl or F when n+0.

24. The membrane of claims 20 or 21 where n’'=0.

25. The membrane of claims 20 or 21 where n=0 and
X"'=F or CL

26. The membrane of claims 21 where n=0-3.

27. The membrane of claims 21 where a=0-3;
b==0-3; R/=Cl or F and R/=Cl or F.

28. The membrane of claim 21 where n=0; n’'=0; and
X" =F or Cl.

29. The membrane of claim 21 where n'=1 and n=0.

30. The membrane of claim 21 where n'=0 and n=1.

31. The membrane of claim 21 where X=Cl and
X'=Cl

32. The membrane of claims 20 or 21 wherein at least
60 mole percent of the membrane is CFXCFo.

33. The membrane of claims 20 or 21 wherein the
membrane has an equivalent weight of at least 600.

34. The cell of claims 1 or 2 wherein the membrane
has an equivalent weight of at least 600.

35. The cell of claims 1 or 2 wherein at least 60 mole

percent of the membrane is CFXCF.
® % ok k%
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It is certified that error appears in the above—identified patent and that said Letters Patent
is hereby corrected as shown below:

Col. 1, line 21; change "of" to --or--.
Col. 1, line 39; change "it" to --It--.

n

Col. 2, line 49; change "in", second occurrence, to -- is --.
Col. 3, line 1l; change “sulfonamide“ to --sulfonamides--.
Col. 4, line 40; change "more" to —--mere--.

Col. 4, line 45; change "national" to --National--.

Col. 4, line 52; delete the word I"unit,".

Col. 5, line 1; change "lieftime" to =--lifetime--.

Col. 8, line 41; change "member" to --membrane--.

Col. 8, line 50; change "hydrolyzed" to --Hydrolyzed--.

Col. 10, line 8; change "Comparisons" to --Comparison--.
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