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CATALYTIC MEMBRANES FOR CO OXIDATION
IN FUEL CELLS

[0001] The United States Government has rights in this
invention pursuant to Contract No. W-31-109-ENG-38
between the U.S. Department of Energy (DOE) and The
University of Chicago representing Argonne National Labo-
ratory.

FIELD OF THE INVENTION

[0002] Hydrogen permeable membranes useful in fuel
cells permit the passage of hydrogen to Pt catalyst-contain-
ing electrodes while preventing carbon monoxide (CO) from
passing through and poisoning the catalyst.

BACKGROUND OF THE INVENTION

[0003] Fuel cells are devices that directly convert chemi-
cal energy of fuel cells into electrical energy. Fuel cells
based on polymer electrolyte (PEFC) have been extensively
studied for their potential applications in transportation,
stationary, and portable energy devices, see N. C. Otto, P. F.
Howard, Fuel Cell Seminar-Program and Abstracts,
Orlando, Fla., pp. 559-562, Nov. 17-20, 1996, the disclosure
of which is incorporated herein by reference. Three types of
PEFC can be visualized based on the nature of the fuel used
in these systems. These are: 1) H,/Air fuel cells, which use
pristine hydrogen, 2) Reformate/Air fuel cell, which uses
hydrogen generated by reforming fossil fuels such as metha-
nol and gasoline, and 3) Direct Methanol fuel cell, where
methanol is used as a fuel and is directly oxidized at the
anode.

[0004] 1In the H,/Air fuel cell, the hydrogen electrode
generally performs satisfactorily with an overpotential of
about 20-30 mV at the operating current densities of 200-
400 mA/cm?. In reformate fuel cells, however, their perfor-
mance is greatly diminished due to carbon monoxide and
sulfur poisoning. These impurities are always present in the
hydrogen stream produced during reforming of natural gas
or petroleum. Typically, the water gas shift reaction used in
the reformate fuel cells reduces the CO content to only about
1%. This is relatively higher than the CO tolerance of a
typical anode catalyst. The CO poisoning is the most critical
problem in the solid electrolyte fuel cells operating at 100°
C., because even very small CO levels can be detrimental to
the performance of the hydrogen electrode, see H. P. Dhar,
L. G. Christner, A. K. Kush, J. Electrchem. Soc., 134, 3021
(1987), the disclosure of which is incorporated herein by
reference. The CO poisoning results in overall voltage losses
for the fuel cell due to high anodic polarization. It has been
shown that the presence of even 30 ppm carbon monoxide
in the reformate gas significantly reduces the performance of
5 kW Ballard fuel cell, see S. Swathirajan, 1994 Fuel Cell
Seminar, Ext. Abs., 204 (1994), the disclosure of which is
incorporated herein by reference. Several solutions have
been proposed to alleviate the CO poisoning problem. These
solutions include water-gas shift reaction, membrane sepa-
ration (Pd—Ag membrane) process, and introducing oxygen
into hydrogen-CO containing fuels.

[0005] For DMFC, on the other hand, sluggish kinetics of
methanol oxidation and methanol cross-over are the main
barriers for its commercialization. The sluggish kinetics of
the methanol electrooxidation is due to the poor catalytic
activity of platinum anodes for the anode reaction:
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CH,OH+H,0—CO,+6H++6 ¢

[0006] On a clean pristine platinum surface, the methanol
electrooxidation is quite rapid. However, the formation of
carbon monoxide as an intermediate in the above reaction
poisons the platinum surface and hence greatly inhibits its
activity toward methanol oxidation, see R. Parsons and T.
VanderNoot, J. Electroanal. Chem., 9, 257 (1988).

[0007] In recent years, a new class of materials has been
developed by dispersing layered silicates with polymers at
the nanoscale level. These new materials have attracted wide
interest because they often exhibit chemical and physical
characteristics that are very different from the starting mate-
rials, see K. A. Carrado. Appl. Clay Sci. 17, 1, 2000, K. A.
Carrado, in Advanced Polymeric Materials: Structure Prop-
erty Relationships, S. G. Advani, G. O. Shonaike, Eds.; CRC
Press LL.C, Boca Raton, Fla., 2003, pp. 349-396, and G.
Sandi, H. Joachin, R. Kizilel, S. Seifert, and K. A. Carrado,
Chemistry of Materials, 15 (4), 838, 2003, the disclosures of
which are incorporated herein by reference. In some cases,
the silicates and polymers exist as alternating layers of
inorganic and organic, see K. A. Carrado, L. Xu, S. Seifert,
R. Csencsits, C. A. Bloomquist, in Polymer-Clay Nanocom-
posites, G. Beall & T. J. Pinnavaia, Eds., Wiley & Sons: UK,
2000, pp. 47-63 and G. Sandi, K. A. Carrado, H. Joachin, W.
Lu and J. Prakash, Journal of Power Sources, 119-121, 492,
2003, the disclosures of which are incorporated herein by
reference. Nanocomposite materials of PEO and phyllosili-
cates were first suggested by Ruiz-Hitzky and Aranda, see E.
Ruiz-Hitzky, P. Aranda, Adv. Mater, 2, 545, 2003, incorpo-
rated herein by reference, as candidates for polymer elec-
trolytes. Within these materials, the polymer chains are
intercalated between the silicate layers. The polymer chains
then provide a mobile matrix in which cations are able to
move. A considerable amount of interest has been shown in
nanocomposites of PEO and montmorillonite, a layered
aluminosilicate clay. When this composite contains LiBF , it
displays conductivities up to 2 orders of magnitude larger
than that of PEO itself at ambient temperatures. However,
the addition of lithium salts, which is needed to obtain such
conductivity values, is not desirable for two reasons; the first
relates to a more complicated synthetic route and the second
is that transference numbers are not unity since in this case
both cations and anions move.

SUMMARY OF THE INVENTION

[0008] Accordingly, an object of the invention is to pro-
vide a polymer nanocomposite membrane for energy appli-
cations and more particularly, for fuel cells that directly
convert chemical energy fuels to electrical energy.

[0009] Another object of the invention is to provide a
hydrogen permeable membrane, comprising a polymer
stable at temperatures of about 200° C. having therein clay
impregnated with Pt or Au or Ru or Pd particles or mixtures
thereof with average diameters of less than about 10 nanom-
eters (nms).

[0010] A further object of the invention is to provide a
hydrogen permeable membrane, comprising a polymer
stable at temperatures of about 200° C. having therein a
hectorite or a montmorillonite clay or mixtures thereof



US 2006/0240304 Al

impregnated with about 2% to about 4% by weight Pt or Au
particles or mixtures thereof with average diameters of less
than about 10 nanometers (nms).

[0011] Yet another object of the invention is to provide a
fuel cell comprising, an anode and a cathode connected by
a circuit exterior of the fuel cell, the anode when in contact
with hydrogen in a hydrogen containing gas causing the
hydrogen to disassociate into electrons flowing from the
anode to the exterior circuit and protons, the protons passing
to the cathode where contact with oxygen and a catalyst
causes the protons and electrons from the exterior circuit to
combine with oxygen to form water, and a hydrogen per-
meable membrane associated with the anode and including
a polymer stable at temperatures of about 200° C. having
therein clay impregnated with Pt or Au or Pd or Ru particles
or mixtures thereof with average diameters of less than
about 10 nanometers (nms), whereby carbon monoxide
present in the hydrogen containing gas coming in contact
with the hydrogen permeable membrane is converted to
carbon dioxide while hydrogen passes therethrough to the
anode.

[0012] A final object of the invention is provide a device
for separating hydrogen from a fluid containing hydrogen
contaminated with carbon monoxide, comprising a hydro-
gen permeable membrane with a polymer stable at tempera-
tures of about 200° C. having therein clay impregnated with
Pt or Au or Ru or Pd particles or mixtures thereof with
average diameters of less than about 10 nanometers (nms),
and mechanism including conduits and pumps for bringing
the hydrogen contaminated with carbon monoxide in contact
with the hydrogen permeable membrane to separate hydro-
gen therefrom.

[0013] The invention consists of certain novel features and
a combination of parts hereinafter fully described, illustrated
in the accompanying drawings, and particularly pointed out
in the appended claims, it being understood that various
changes in the details may be made without departing from
the spirit, or sacrificing any of the advantages of the present
invention.

BRIEF DESCRIPTION OF THE DRAWINGS

[0014] For the purpose of facilitating an understanding of
the invention, there is illustrated in the accompanying draw-
ings a preferred embodiment thereof, from an inspection of
which, when considered in connection with the following
description, the invention, its construction and operation,
and many of its advantages should be readily understood and
appreciated.

[0015] FIG. 1 is a graphical representation of an in situ
SAXS of a PEO:SLH 1.2:1 ratio polymer-clay film FIG. 2
is a TEM high resolution of a 1:1 PEO:SLH mass ratio
nanocomposite membrane of the present invention;

[0016] FIG. 3 is a graphical representation of Arrhenius
conductivity plots as a function of temperature of nanocom-
posite membranes with nominal composition PEO:SLH
1.2:1 mass ratio;

[0017] FIG. 4a is a graphical representation of XRD of Pt
(II) salt PEO-PCN film before reduction;

[0018] FIG. 45 is a graphical representation of XRD of
Pt(0)-PEO-PCN film after reduction;
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[0019]

[0020] FIG. 6 is a graphical representation of log-log
SAXS plot of a Pt-PEO-SLH film heated under H, flow with
fits to the GUF equation;

[0021] FIG. 7 is a graphical representation of in situ-
GISAXS data of the Pt particle formation in catalytic
membranes;

FIG. 5 is a TEM image of Pt(0)-PEO-SLH;

[0022] FIG. 8 is a schematic diagram of an experimental
reactor designed and used in obtaining data presented
herein;

[0023] FIG. 9 is a schematic representation of a fuel cell
employing an inventive catalytic membrane using a hydro-
gen rich fuel; and

[0024] FIG. 10 is a schematic representation of a fuel cell
using the catalytic membrane of the present invention with
a methanol feed.

DETAILED DESCRIPTION OF THE
INVENTION

[0025] A series of nanocomposites containing PEO inter-
calated in the layers of hectorite (SLH, synthetic lithium
hectorite) clays was prepared. Catalytic nanocomposite
membranes were prepared by dispersing the clay in water
with a platinum salt and water-soluble polymer. Transparent,
self-supporting membranes from the polymer-clay nano-
composite were then made. The resulting films were reduced
under H, at 150° C. for 2-4 hours, turning black upon
reduction. The final film contained Pt(0) at 2.4 weight
percent loading levels. XRD showed development at Pt(0)
by the appearance of crystalline peaks upon reduction. A line
shape analysis using the Scherrer equation of the (220) peak
showed Pt(0) particles from 3.8 nm to 7.5 nm depending
upon processing conditions. These values were confirmed
by TEM, and a high dispersion of the metal throughout the
matrix was evident. XRD and TGA confirmed that PEO was
stable to the processing conditions.

[0026] Preparation of the synthetic-lithium hectorite
(SLH) clay via hydrothermal crystallization at 100° of silica
sol, magnesium hydroxide, and lithium fluoride is disclosed
in K. A. Carrado. Appl. Clay Sc. 17, 1, 2000. Loading of
Pt(II) salt was accomplished via a wet impregnation method
by adding 0.5 gm clay to a 2.5 mM aqueous cis-Pt(NH;),Cl,
solution and stirring for 24 hours. This yields a material that
has 4.65 weight percent Pt. The impregnation method was
followed rather than an ion-exchange method in order to
ensure that all of the metal used was associated with the clay.
The desired amount of PEO (100,000 average molecular
weight, from Aldrich) was then added to either the pure clay
or the Pt-salt-clay, and the mixture stirred for 24 hours.
Mixtures contained 0.6, 0.8, 1.0 and 1.2 g of PEO/g of clay.
Films were prepared by puddle-casting the slurries onto
Teflon-coated glass plates and air-drying. Further drying was
carried out at 120° C. under an inert atmosphere for at least
48 hours. The typical thickness of the films is about 40 pm.
The reduction of Pt** to Pt(0) nanoclusters in the catalytic
membranes is accomplished by thermal reduction under H,
at temperatures higher than 120° C.

[0027] XRD patterns were recorded on a Rigaku Mini-
flex+ with Cu K radiation, a 0.05 ° 20 step size, and
0.5 © 20 scan rate; the films were held in a horizontally-
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mounted sample stage. Lateral crystallite size of the Pt(0)
nanoclusters was estimated from the line broadening of the
(220) reflection using the Scherrer equation; [=0.91

MBcosO ., where L=crystallite size in A, A=CuK_=1.5405
A, B=sqrt (B_,~b%); B,,.=FWHM (220) reflection in radi-
ans observed, b=FWHM instrumental correction (in this

case Si(220) reflection).

[0028] TEM images were acquired using a FEI TECHAI
F30ST operating at 300 kV with a CCD camera. One drop
of Pt(0)-PCN slurry in MeOH (sonicated for 1 hour) was
placed onto 3 mm holey carbon Cu grids; excess solution
was removed and the grid dried at 100° C. for 10 minutes.
TGA was performed using an EXSTAR6000 Seiko Haake
instrument at a heating rate of either 10° C./min (for pure
clay) or 0.5° C./min. (clay systems containing polymer)
under 100 ml/min O, gas flow using 2-3 mg sample.

[0029] In situ SAXS and GISAXS were carried out at the
Sector 12 of the Advanced Photon Source at Argonne
National Laboratory. For the SAXS measurements, mono-
chromatic x-rays (18 keV) were scattered and collected on
a 15x15 ¢cm® CCD camera. The scattering intensity was
corrected for adsorption and instrument background. The
differential scattering cross section was expressed as a
function of scattering vector q. The value of q is proportional
to the inverse of the length scale (A™"). The instrument was
operated with a sample to operator detector distances of 228
cm and 390 mm to obtain data at 0.01<q<0.3 A~* and at 0.08
q<2.3 A7, respectively. For these examples, a specially
designed sample holder was used to heat the sample and
collect SAXS data at the same time. Films of about 1.25 cm
in diameter and 40 pm in thickness were placed in the
sample holder and held using Kapton tape. The furnace
temperature program was set to ramp from room tempera-
ture to 200° C. at 5° C./min. and the gas flow of H, and He
was started at room temperature. For the GISAXS experi-
ments, the membranes were deposited on a silica substrate
and in incident angle of 0.15°.

[0030] FIG. 1 shows SAXS data obtained from a film
made of PEO/SLH 1.2:1 mass ratio. The data was collected
at different room temperatures, as shown in the inset. It is
clear that the structure of the polymer has changed as
indicated by the near complete disappearance of the PEO
crystalline peaks. It is believed that the polymer chains
relaxed inside the clay layers. Other evidence of such
relaxation is the decrease in dOO] spacing, which indicates
a more dense polymer phase. Under these circumstances, the
polymer matrix is more mobile and the lithium ions asso-
ciated with the polymer can have higher transference num-
ber, leading to a higher conductivity.

[0031] FIG. 2 shows a high resolution TEM image of a
membrane made of PEO: clay in a 1:1 weight ratio. Small
15 nm disks due to silica spheres are visible throughout the
background. F. Croce, R. Curini, A. Martinelli, L. Persi, F.
Ronci, B. B. Scrosati and F. Croce, J. Electrochem Soc., 5,
1718, 2000, demonstrated that by dispersing selected low-
particle size ceramic powders (yLiAlO or TiO,) in PEO-LiX
polymer electrolytes nanocomposites, enhanced interfacial
stability as well as improved conductivity at ambient tem-
perature was achieved. Commercially available laponite
such as that used by M. Doeff and J. S. Reed, Solid State
lonics, 113-115, 109, 1998, does not contain silica particles.
As discussed by A. R. Mermut and A. F. Cano, Clays and
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Clay Minerals, 49, 381, 2001, other clay materials such as
those recently used by E. Hackett, E. Manias and E. P.
Giannelis, Chem. Mater, 12, 2161, 2000, contain negligible
amounts of silica impurities.

[0032] FIG. 3 shows the Arrhenius conductivity plot in
the temperature range from room temperature to 150° C. for
the sample prepared with a PEO:SLH 0.6:1 mass ratio and
different silica precursors as indicated in the graph inset. The
conductivity of the polymer nanocomposites increased as
the sample was heated from room temperature (26.0° C.) to
150° C. As discussed by G. Sandi, K. A. Carrado, H Joachin,
W. Lu and J. Prakash, Journal of Power Sources, 119-121,
492, 2003, the slope change or break that occurs in many
polymeric materials is absent in the inventive system.

[0033] FIG. 4 shows XRD patterns for a Pt-salt-PEO-SLH
film both before and after reduction to Pt(0) in H,. The clay

d(001) basal spacing at 2.0 nm (4.4 ° 20@) indicates incor-
poration of a bilayer of PEO chains (the clay layer itself is
0.96 nm and each PEO chain is approximately 0.45 nm). The
basal spacing value does not change position upon reduc-
tion, showing the stability of the PEO chains in the gallery
region. Several higher orders of reflection (002, 004, 006)
occur due to the layered, film arrangement and subsequent
high degree of orientation of the hectorite sheets. Three new
peaks due to Pt(0) metal appear upon reduction at 40.1, 46.4,

and 67.6 ° 26~. The crystallite size of the Pt(0) nanoclusters
is estimated from the line broadening of the latter (220)
reflection, using the Scherrer equation as described in the
experimental section 11, at 3.8 nm diameter for this particu-
lar sample. Peaks due to PEO are also observed as indicated
in FIG. 4, which do not shift or decrease upon reduction.

[0034] TEM images as a Pt(0)-PEO-SLH are shown in
FIG. 5. The difference in contrast between the clay (as well
as silica) and Pt(0) particles is clearly evident, making it
easy to distinguish the metal. TEM also clearly shows the
highly dispersed nature of the metal nanoparticles through-
out the matrix, as well as the fact that some polydispersity
in particle size is evident. While the majority of Pt(0)
particles are spherical, a minority appears as more oblong in
shape. The inset of FIG. 5 shows a HR-TEM image of a
single 5 nm nanoparticle with the crystal lattice plane fringes
apparent. The Pt(I]) reduction process was monitored in situ
via small angle x-ray scattering (SAXS) under either H,
(reducing) or He (inert) flow at different temperatures. The
SAXS curves were modeled using the general unified fit
(GUF), which is a general equation developed to describe
scattering functions that contain multiple length-scales
where scattering from individual particles as well as from
their aggregates are present.

[0035] Heating under H, at moderate temperatures (>100°
C.) produces significant changes in the SAXS results, espe-
cially in the higher —-Q regime (see FIG. 6). The GUF fits
still extend over the entire range of the data. However, at
>100° C., the qualitative change in the data is accommo-
dated in the GUF equation by two, instead of one, structural
levels with two G, B, P, and Rg values. This additional
length-scale is included in Table 1. It is presumed to arise
from the reduction of Pt(ii) to Pt(0) nanoclusters and the
resultant scattering from these new particles. Diameters of
the particles are calculated by multiplying the Rg by a
constant of 2.6 (Rg=R/1.29 for spherical particles) and yield
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4.8 n. at 120° C. Further heating to 200° C. does not form
significantly larger nanoclusters (the size increases by just
6% to 5.1 nm).

[0036] FIG. 7 shows the Rg of the Pt particles formed
upon the reduction of the polymeric catalytic membranes
calculated by using GISAXS. The Pt particles start to form
above 100° C. and the radius reaches a plateau at about 175°
C. The Rg is about 12 A, which correspond to a 3.1 nm
diameter Pt particle (Rg=R/1.29 for spherical particles).
These values are consistent with those calculated by XRD or
TEM techniques. There is some variability on the diameter
of the Pt particles calculated by SAXS or GISAXS, but they
are within experimental error. Also, dilute H, was used for
the GISAXS experiments and that lead to a smaller particle
being formed. That might be an advantage for practical
applications, where it is desirable to keep the particles
separated for a more effective catalytic activity.

[0037] Referring now to FIG. 8, there is disclosed a
schematic flow diagram of an experimental unit used to
produce the data reported herein. The reactor was designed
to handle a variety of conditions under continuous flow
under ambient temperature. The hydrogen containing feed
entering the top of the reactor consisted of helium carbon
monoxide and hydrogen. Each of the gases was delivered
from separate cylinders and was mixed with controlled flow
rates. The oxygen source was air and flowed countercurrent
to the hydrogen and carbon monoxide.

[0038] FIGS. 9 and 10, respectively, are schematic dia-
grams of the catalytic membrane made in the accordance
with the present invention with a hydrocarbon air feed in
FIG. 9 and in a methanol feed for FIG. 10. As is well known
in the art, a catalyst such as nickel is used to carry out the
reaction of the methanol disassociation with water. All other
aspects of FIGS. 9 and 10 except of the catalytic membrane
of the subject invention are well known.

[0039] Although the data reported herein and the descrip-
tion with respect to platinum as a catalyst and a PEO
polymer, a variety of polymers may be used provided that
they are stable at temperatures of about 200° C. when
impregnated with clay and a variety of acceptable catalysts
such as gold, ruthenium, palladium or mixtures thereof, the
catalyst particles having preferably average diameters of less
than about 10 nm.

[0040] A variety of clays are acceptable for use in the
present invention, both synthetic and naturally occurring. A
swelling clay is preferred and more particularly, a hectorite
or montmorillonite clay is preferred. In general, it is pre-
ferred that the clay is present in the membrane in a range of
from about 40% by weight to about 60% by weight, with
50% being preferred and of all the catalyst particles named,
generally, the preferred concentration of the catalyst par-
ticles in the membrane is in the range of from about 2% by
weight to about 4% by weight with 2% being preferred for
reasons of cost.

[0041] In general, water soluble polymers are preferred
but other polymers may be used wherein the polymer
soluble in an organic solvent such as acetone, or the like, as
is well known in the art. Membrane thicknesses may range
from about 40 to about 400 mm. Polymers which are
preferred for the present invention are polyethylene oxide or
polyacrylamide or polyacrylonitrile or polyvinyl alcohol or
polyvinyl pyrrolidone or polyaniline.
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[0042] In general, the most preferred catalyst are platinum
or gold and the preferred clay is hectorite or montmorillo-
nite, as discussed. Fuel cells, in general, are provided with
anodes and cathodes as illustrated in FIGS. 9 and 10
connected by a circuit exterior of the fuel cell. Although the
membranes of the present invention have been described
with respect to fuel cells, any device which has as a central
purpose thereof the separation of hydrogen from carbon
monoxide will be able to make use of the present invention.

[0043] While the invention has been particularly shown
and described with reference to a preferred embodiment
hereof, it will be understood by those skilled in the art that
several changes in form and detail may be made without
departing from the spirit and scope of the invention.

The embodiments of the invention in which an exclusive
property or privilege is claimed are defined as follows:
1. A hydrogen permeable membrane, comprising a poly-

mer stable at temperatures of about 200° C. having therein

clay impregnated with Pt or Au or Ru or Pd particles or
mixtures thereof with average diameters of less than about

10 nanometers (nms).

2. The membrane of claim 1, wherein said clay is a
hectorite or a montmorillonite or mixtures thereof such that
said membrane is substantially impermeable to CO and
permeable to H,.

3. The membrane of claim 2, wherein said clay is a
swelling clay.

4. The membrane of claim 1, wherein said clay is natu-
rally occurring.

5. The membrane of claim 1 wherein said clay is syn-
thetic.

6. The membrane of claim 1, wherein said clay is present
in said membrane in the range of from about 40% by weight
to about 60% by weight.

7. The membrane of claim 1 wherein said Pt or Au or Pd
or Ru or mixtures thereof is present in said membrane in the
range of from about 2% by weight to about 4% by weight.

8. The membrane of claim 1, wherein said polymer is
water soluble.

9. The membrane of claim 1, wherein said polymer is
soluble in an organic solvent.

10. The membrane of claim 1, wherein said membrane has
a thickness in the range of from about 40 to about 400
micrometers.

11. The membrane of claim 1, wherein said polymer is
one or more of polyethylene oxide or polyacrylamide or
polyacrylonitrile or polyvinyl alcohol or polyvinyl pyrroli-
done or polyaniline.

12. A hydrogen permeable membrane, comprising a poly-
mer stable at temperatures of about 200° C. having therein
a hectorite or a montmorillonite clay or mixtures thereof
impregnated with about 2% to about 4% by weight Pt or Au
particles or mixtures thereof with average diameters of less
than about 10 nanometers (nms).

13. The membrane of claim 12, wherein said clay is
present in said membrane in the range of from about 40% by
weight to about 60% by weight.

14. The membrane of claim 12, wherein said clay is
present in said membrane in the amount of about 50% by
weight.

15. The membrane of claim 14, wherein said Pt is present
in an amount of about 2% by weight.
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16. The membrane of claim 13, wherein Pt particles are
present and the membrane has a thickness in the range of
from about 40 micrometers to about 400 micrometers and
said polymer is one or more of polyethylene oxide or
polyacrylamide or polyacrylonitrile or polyvinyl alcohol or
polyvinyl pyrrolidone or polyaniline.

17. A fuel cell comprising, an anode and a cathode
connected by a circuit exterior of said fuel cell, said anode
when in contact with hydrogen in a hydrogen containing gas
causing the hydrogen to disassociate into electrons flowing
from said anode to said exterior circuit and protons, the
protons passing to said cathode where contact with oxygen
and a catalyst causes the protons and electrons from said
exterior circuit to combine with oxygen to form water, and
a hydrogen permeable membrane associated with said anode
and including a polymer stable at temperatures of about
200EC having therein clay impregnated with Pt or Au or Pd
or Ru particles or mixtures thereof with average diameters of
less than about 10 nanometers (nms), whereby carbon mon-
oxide present in the hydrogen containing gas coming in
contact with said hydrogen permeable membrane is con-
verted to carbon dioxide while hydrogen passes there-
through to said anode.

18. The fuel cell of claim 17, wherein a source of
hydrogen containing fuel is in communication with said
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anode and said hydrogen permeable membrane is positioned
intermediate said anode and said source of hydrogen con-
taining fuel.

19. The fuel cell of claim 17, wherein a source of
methanol containing fuel is in communication with said
anode and said hydrogen permeable membrane is positioned
intermediate said anode and said source of methanol con-
taining fuel, and further including mechanism for converting
methanol into hydrogen and water and carbon dioxide and
carbon monoxide with said hydrogen permeable membrane
preventing substantially all of the carbon monoxide from
contacting said anode.

20. A device for separating hydrogen from a fiuid con-
taining hydrogen contaminated with carbon monoxide, com-
prising a hydrogen permeable membrane with a polymer
stable at temperatures of about 200° C. having therein clay
impregnated with Pt or Au or Ru or Pd particles or mixtures
thereof with average diameters of less than about 10 nanom-
eters (nms), and mechanism including conduits and pumps
for bringing the hydrogen contaminated with carbon mon-
oxide in contact with said hydrogen permeable membrane to
separate hydrogen therefrom.



