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BACKGROUND OF THE INVENTION

The use of iron-titania mixtures as Fischer-
Tropsch catalysts for converting mixtures of CO ana Ho
to hydrocarbons is well-known to those skilled in the
art. For examﬁle, 0.S. Patent 2,543,327 discloses ti-
tania promoted iron oxide for Fischer-Tropsch synthe-
sis -wherein the iron oxide is in the form of naturally
occurring magnetite and preferably as Alan Wood ore. In
this disclosure a typicai catalyst is shown as prepared
by mixing about 13,600 grams of Alan Wood ore with 98
grams of titania and 216 grams of potassium carbonate
used as a promoter. The ratio of hydrogen to carbon
monoxide disclosed as being preferably at least 2/1 and
the results show that the catalyst has relatively poor
activity with a large selectivity towards the produc-
tion of methane and very little selectivity towards the
production of Cp+ hydrocarbons. That is, the Fischer-

Tropsch product was primarily methane. Similarly,
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British patent 1,512,743 also discloses a titania pro-
moted, massive iron type of Fischer-Tropsch catalyst
wherein iron oxide is mixed with titanium oxide, zinc
oxide and potassium carbonate with the resulting mix-
ture being sintered and then reduced for many hours at
500°C. Although this catalfst has relatively reasonable
activity with regard to conversion of the CO and Hjp
mixture, the product was primarily (i.e., about 73%)
olefinic, unsaturated Cp/C4 hydrocarbons and with only
about 10% of C3/Cy4 saturated hydrocarbons or alkanes
being produced. U.S. Patent 4,192,777 and 4,154,751
while directed towards the use of potassium promoted
Group VIII metal cluster catalysts in Fischer-Tropsch
synthesis reactions, suggest that iron supported on
titania would be useful Fischer-Tropsch catalysts but
do not disclose the preparation of same. In their
examples, they disclose iron on various shpports other
than titania with the amount of. iron on the support
generally being less than about 5;percent. U.S. Patent
4,261,865 discloses an iron titanate-alkali metal hy-
droxide catalyst for preparing alpha-olefins from mix-
tures of CO and Ha. That is, the catalyst is not iron
supported‘on'titania along with an alkali metal hy-
droxide but rather an iron titanate compound.

another example of a titania-promoted massive
iron catalyét for Fischer-Tropsch synthesis may be
found in the Volume 17, No. 3-4 React. Kinet. Catal.
Lett., pages 373-378, (198l) titled "Hydrocondensation
of CO, (CO) Over Supported Iron Catalysts". This
article discloses an iron oxide, titania, alumina,
copper oxide catalyst promoted with potassium. Simi-
larly, in European patent application EP 0 071770. A2
Fischer-Tropsch catalysts are disclosed which include
iron titania catalysts wherein the iron to titania
ratio can be greater than 1/10. The actual iron-titania
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catalyst is not an iron supported on titania catalyst

but an iron/titania catalyst produced by a coprecipi-

tation technigue wherein the active iron catalytic

component is distributed throughout a titanium oxide
matrix. Thus, the resulting catalyst was not iron sup-
ported on titania but rather a bulk phase iron/titania
mixture which, when used for Fischer-Tropsch synthesis,
produced predominantly olefins. The amount of olefins
produced was generally greater than about 80% of the
total hydrocarbon product.

With regard to iron/titania catalysts for
Fischer-Tropsch wherein the iron is supported on ti-
tania, a 1982 article by Vannice, Titania-Supported
Metals as CO Hydrogenation Catalysts, J. Catalysis, v.

74, p.199-202 (1982), discloses the use of an iron/ti-
tania catalyst for Fischer-Tropsch synthesis wherein
the amount of iron, calculated as.metallic iron, is 5
percent of the iron/titania composite and the catalyst
shows extremely little activity for Fischer-Tropsch
synthesis.

An article by Reymond et al, Influence of the
Support or of an Additive on the Catalytic Activity in
The Hydrocondensation of Carbon Monoxide by 1Iron
Catalysts in "Metal-Support and Metal-Additive Effects
in Catalysis", B. Imelik et al. (Eds), Elsevier,
Netherlands, p.337-348 (1982), also discloses the use
of iron/titania Fischer-Tropsch catalysts wherein the

iron is supported on the titania. The iron/titania
catalysts disclosed contain about 9.5 weight percent
iron on titania and the activity of the resulting
catalysts is presented as a function of the activation
pretreatment of the iron/titania catalyst precursor.
Thus, it was disclosed that if the precursor was pre-
treated in either helium or hydrogen at 250°C there was



relatively 1little .activity for risggé¥l?$§§sch
synthesis. Similarly, another composite treated in
hydrogen for 15 hours at 500°C showed no activity
whatsoever: It is important to note that the catalytic
activity was expressed only as a function of methane
production using a 9/1 mole ratio of H,/CO at one

atmosphere pressure and a reaction temperature of
250°c.

SUMMARY OF THE INVENTION

It has now been discovered that substantially
C;+ alkane hydrocarbons can be produced from mixtures
of CO and H, u;ing a catalyst compgisingﬁirqg carbide and ilmepite
supported on titania. ' Those skilled in the art know that
"ilmenite is an iron titanate having the formula FeTiO3.
The ratio of the iron present in said supported iron
carbide and. ilmenite, calculated as Fej303, to the
surface area of the titania support will generally
range from about 2 to 25 milligrams per sqguare meter.
By'substantially Co+ alkane hydrocarbons™ is meant that more
than about 50 wt.% of the hydrocarbon‘products, includ-
ng methane, are alkane Cp* hydrocarbons. In a pre-
ferred embodiment the catalyst will be pretreated with
CO at elevated temperature prior to use.

BRIEF DESCRIPTION OF THE DRAWING

The figure is a plot of CO conversion rate as
a function of the iron loading level of a catalyst of

this invention.
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DETAILED DESCRIPTION

‘It is essential to this invention that a
mixture of ‘the iron carbide and ilmenite is supported
°n and not merely mixed with the titania support. The
iron loading on the titania support must be sufficient
to form a mixture of both iron carbide ang ilmenite.
In general, it has been found that this will occur if
the iron loading, calculated as Fe203, is at least
about 2 milligrams per sqguare meter of titania support
surface. It has been found that if the titania doesn't
support at least about 2 milligrams of iron, cal-
culated as Fep03 per m2 of titania support surface,
the catalyst will possess little Oor no activity for
conversion of mixtures of CO and Hp to hydrocarbons. On
the other hand, it has been found that selectivity of
the catalyst to alkane formation rapidly decreases if-
more than about 25 milligrams of iron; calculated as
Fé203, per m? of TiO2 support sufface is loaded onto
the titania support. Preferably, the amount of iron
present in the iron carbide and ilmenite mixture on
the titania support will range from about 2.8 to 8.3

milligrams, calculated as Fe03, per m? of titania
support surface.

The catalyst will be prepared by depositing a
suitable iron precursor component onto the titania
support from a precursor solution using any of the
well known technigues such as incipient wetness, multi-
Ple impregnation, pore-filling etec., the chojice being
left to the convenience of the practitioner. 2as has
heretofore been stated, it is important for the iron
precursor to be deposited onto the titania support as
opposed to other methods for catalyst preparation such
as co-precipitation or physical mixtures. After im-

pregnation, the impregnate is dried to remove excess
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solvent and/or water therefrom. The dry impregnate can

then be converted to a catalyst of this invention em-

. ploying a pumber of different methods. 1In one method,

the impregnate will be converted directly to a catalyst
of this invention by contacting same with a CO con-
taining reducing gas, preferably a reducing gas con-
taining a mixture of CO and Hy. Thus, it will be
appreciated to those skilled in the art that the cata-
lyst of this invention can be formed from the impreg-
nate in-situ in a Fischer-Tropsch hydrocarbon synthesis
reactor. However, it is preferred to employ a se-
quential treatment of first contacting the dry im-
pregnate with an Ho containing reducing gas that does
not contain CO to reduce the impregnate, followed by
contacting the reduced impregnate with CO or a CO con-
taining gas such as a mixture of CO and Hz to form the
catalyst of this invention. As a practical matter, it -
may be commercially advantageous to form the catalyst
of this invéntion by subjecting “the impregnate "to
calcining to convert the supported iron precursor
component to iron oxide, followed by subseguent reduc-
tion and formation of the catalyst of this invention.

Promoter metals such as potassium or other
alkali metals may be added via impregnation, etc. Be-
fore the composite is contacted with a reducing at-
mosphere and/or CO containing gas'to form the catalyst
of this invention. In general, the amount of promoter
metal present will range from about 0.5 to 5 wt.% based
on the amount of iron (calculated as Fep03) supported
on the titania.

I1f one desires to obtain a catalyst of this
invention via a supported iron oxide route, then the
dry impregnate will be calcined in air or other suit-

able oxidizing atmosphere at a temperature of from
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about 120 to 300°C for a time sufficient to convert the
supported iron precursor component to iron oxide. After
the iron/titania impregnate has been calcined to con-
‘vert the supported iron precursor compound to iron
oxide, the iron oxide/titania composite, with or with-
out one or more promoter metéls, is preferably reduced
in a hydrogen-containing, net-reducing atmosphere at a
temperature bréadly ranging from about 300-500°C for a
time sufficient to convert the iron oxide to metallic
iron. It has been found that if one tries to reduce
the iron oxide/titania composite at a temperature below
about 300°C (i.e., 250°C), the catalyst of this in-
vention will not subseqguently be formed.

Irrespective of the route one employs to form
a catalyst of this invention, whether by reduction
followed by contacting with CO, direct formation of the
catalyst or through the supported iron oxide route, it
is important not to contact the qpmpééite with a re-
ducing gas at temperatures above ab;ht 500°C. Reduction
temperatures exceeding about 500°C will produce a
catalyst which exhibits relatively low CO hydrogen-
ation activity with less than 50% of the C,* hydro-
carbons produced being alkanes. Further, even at a
500°C reduction temperature a less effective catalyst
will be produced if the reduction occurs for too long
a time, i.e., about ten hours or more. Thus it will be
appreciated that the temperature range for reducing the
composite cannot be critically quantified with any
degree of precision, inasmuch as there exists a time-

temperature continuum for proper reduction.

In a preferred embodiment of this invention,
the catalyst composite will first be reduced, followed
by contacting with CO at temperatures ranging from
about 200 to 500°C and preferably 300 to 400°C for a
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time sufficient to form a catalyst comprising a
mixture of ilmenite and iron carbide supported on ti-
tania. It has been found that a CO treatment following
hydrogen reduction dramatically improves the activity
of the catalyst for CO conversion with only slight
changes in product selectivity. 2 mixture of ilmenite
and iron carbide on the titania support will also be
achieved by treating the calcined iron/titania com~
posite with a mixture of CO and Hp, but it is preferred
to use the sequential treatment comprising hydrogen
reduction followed by CO treatment. Further, when using
this sequential treatment to produce a catalyst of this
invention, it is preferred that the temperature used
for the CO treatment be lower than that used for the
hydrogen reduction. Thus, in general the CO treatment
will occur at a temperature of about 100 to 200°C lower
than the temperature used for the hydrogen reduction.

it has also been discovéted that, if a cata-
lyst composite of this invention has been prepared by
hydrogen reduction and then contacted in-situ, in a
reactor, with a feedstream comprising a mixture of CO
and Hp to form a catalyst of this invention, the
sctivity of the so-formed catalyst will be sub-
stantially increased by reducing or ellmlnatxng “the
hydrogen content of the feedstream, raising the tem-
perature in the reactor an additional 50 ‘to 150°C for a
short period of time (i.e., 3-5 hours), followed by
reestablishing the original reaction conditions.

Predominantly C,* alkane hydrocarbons are
produced from mixtures of CO and Hz by contacting said
mixtures w;th the catalyst of this invention at temper-
atures ranging from about 200 to 350°C and preferably
from about 250-320°C. The reaction pressure will gen-
erally range from about 100-500 psig and more prefer-



W o N oy bW N

10
11

12

13

14

15
16
17
18
19
20

21
22
23
24
25
26
27
28
29
30
31
32

Q

0131465

ably from about 150-300 psig, although pressures out-
side this range may be used, if desired. However, if
one goes too low in pressure (i.e., <50 psig), catalyst
activity will be greatly reduced and methane production
will predominate. Upper pressure limits will generally
be dictated by economic considerations. The Hy/CO mole
ratio in the reaction zone will generally range from
about 1/2 to 3/1, preferably from about 1/2 to'2/1 and
still more preferably from about 1/2 to 1/1.

The invention will be more readily understood
by reference to the following examples.

EXAMPLES

EXAMPLE 1

In this experiment a number of iron supporte&
on titania catalysts were prepared.by impregnating, at
room temperature, a titania powdef (Degussa P-25) with
aqueous solutions of ammonium trisoxalato ferrate con-
taining different amounts of the iron salt. The re-
sulting impregnates were dried in air. After drying,
each impregnate was ground to a powder and calcined in
air for at least one hour at 200°C to form an iron
oxide/ titania composite.'A l1-2 cc. sample of each
composite was loaded into a 3/8 inch 0.D. stainless
steel tube reactor. The reactor was flushed with hy-
drogen at room temperature and atmospheric pressure.
The reactor temperature was then brought up to 450°C in
flowing hydrogen (90 cm3/min) and maintained at these
conditions for 1-2 hours. After this, the reactor was
cooled to a temperature of 300°C and the pressure in-
creased to 150 psig. The hydrogen was then replaced
with a2 3/1 mole mixture of Hy/CO at a flow rate
(standard@ hourly velocity) of 3600 v/v/hr. The exit gas
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0131465
from the reactor was fed into a gas chromatograph for

on-line analysis of C3-Cj3s hydrocarbons, CO, COz, and
No.

The results of this experiment are plotted in
the Figure in terms of CO conversion rate as a function
as the iron loading level on the catalyst calculated as
grams of Fez03 per m2 of TiO9 surface area. These
results dramatically illustrate an unexpected, minimum
critical iron loading level for Fischer-Tropsch acti-

vity of about 2x10-3 grams of Fep03 per mZ2 of titania.

EXAMPLE 2 .- »:=7viw

another catalyst of this invention was pre-
pared, consisting of 2%x10-3 grams of iron, calculated
as Fep03, per square meter of titania support. This was.
prepared by mixing an agueous solution of ferric ni-
trate with a titania slurry (Degussa P-25), with -
stirring, for an hour at 25°C.'Tﬁe mixture was then
heated to 120°C for a three hour period at a pressure
of 45 mmHg pressure to remove the solvent and form a
solid impregnate. The impregnate was then ground to a
powder and dried overnight at 120°C under vacuum,
followed by drying in in air overnight at 130-150°C.
The dried, calcined, powdered composite was then pel-
letized at 5000-15000 psi, crushed and siwed to 20-80
mesh particles.

8.8 cm3 of the calcined catalyst composite
was loaded into a 1/2 inch O0.D. stainless steel tubular
reactor which was then purged with hydrogen at 50°C and
atmospheric pressure. The pressure was then raised to
100 psig and a 9/1 mole mixture of Hy/Ny introduced
into the reactor at a rate of 100 cc/min. The temper-

ature in the reactor was then increased to 500°C at a

- 10 -~
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0131465
rate of 6°C/min. and was maintained at these conditions
for five hours to form the catalysts. The Hy/Ny stream
wvas then replaced with a Fischer-Tropsch feedstream

: consisting'of 2 1/1 mole ratio of CO/Hy diluted with 10

volume percent nitrogen. The reactor pressure had been
raised to 300 psig and the temperature reduced to 270°C
before the gas feed was introduced at a rate (standarg
hourly space velocity) of 500 v/v/hr. As in Example 1,
the reactor effluent was fed into a gas chromatograph.

The results of this experiment are set forth
in Table 1 and show that 57.2 percent of the hydro-

carbon products were alkanes with less than 25 percent -
methane production.

EXAMPLE 3

The experiment of Example 2 was repeated with'
the exception that the calcined catglyst composite was
sequentially treated first with the 9/1 mole mixture of
Hy/N3 for five hours at 500°C and then with a 9/1 mole
ratio mixture of CO/N, for five hours at 350°C. The
results of this experiment, also shown in Table 1,
demonstrate the beneficial affects of the seguential
hydrogen CO treatment in terms of increased CO con-
version, higher alkane yield, and greater Cg* alkane
yield.

EXAMPLE 4

Another catalyst of this invention was pre-~
pared containing 4.2x10-3 grams of iron, calculated as

Fey03, per m2 of titania support by adding a solution
of 38.16 grams of ammonium trisoxalato ferrate in 60
milliliters of distilled water to 44.8 grams of titania

(Degussa P-25). The resulting mixture was dried at 65°C

- 11 -
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in air for three days. The resvlting impregnated solid
was ground to powder and heated at 200°C for six hours
to decompose the iron complex and calcine the impreg-
nate, The resulting powder was subsequently cooled to
room temperature and impregnated with 0.157 grams of
potassium carbonate dissolved in 10 ml water. The mix-
ture was dried in air at 120°C for one hour to produce
& potassium promoted composite wherein the amount of
potassium was 4.28 percent based on the iron content,
calculated as Fey03, of the calcined composite.

The potassium containing composite was then
pelletized;“dthhedAand.sievéa to 20-80 mesh particles,
8.8 cc of which were loading into a 1/2 inch stainless
steel reactor and treated using the procedure given in
Example 2. The results, shown in Table 2, illustrate
less than about 5 percent olefin production.

EXAMPLE 5 E

Another catalyst of this invention was pre-
pared following the procedure of Example 2 to form a
calcined composite which was pelletized, crushed andg
sieved wherein the catalyst contained 8.3 x 10-3 grams
of iron, calculated as Fey03, per square meter of ti-
tania support. This composite was reduced with a mix-
ture of 20 percent hydrogen in helium for two hours at
450°C and then cooled to 25°C in the flowing gas. When
room temperature was achieved, the hydrogen flow was
stopped and oxygen was introduced into the flowing
helium at a 2 percent level in order to passivate the
reduced composite., X-ray diffraction patterns of this
hydrogen reduced material showed TiOy (both anatase and
rutile), FeTiO3 (ilmenite) and Fe® (metallic iron).
This same reduced sample was then treated with CO for
one hour at 350°C and cooled to room temperature in the

- 12 -



WO O D Ww N

o
- O

- 13 -

0131465
same gas. After this, the sample was flushed with
helium and then passivated with 3 percent oxygen in
helium and the X-ray diffraction pattern measured
again. Iﬁfwas found that the CO treatment as used in
Example 3, had no effect on the X-ray powder diffrac-
tion pattern of the titania and ilmenite, but caused
the X-ray diffraction pattern of metallic iron to dis-
appear. Also, a broadened pattern of ironm carbide
FegCy appeared, after the CO treatment, indicating that

CO converted the metallic iron:to small particles of
iron carbide..

- 13 -
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TABLE 1
Catalyst Treatment Hy
Temperature,®©C 270
% CO Conversion ~ - '26.8
Wt. % Selectivity.
‘-‘CH4 21.0
C; - 008
o
C2 16.2
C3 18.6
c3 11.8
Ca 2.4
cg 6.2
Cs 23.0
= =,0 0 _
Co-Cs/C2-Cy 0.64

0131465

Hy, CO

270

59.5

A3.8

1.0
13.5
12.1

5.4

4.1

533
44.8

0.71

Conditions: 2 MPa, 500 v/v/hr, 1l:1 Hy:CO, Hy pretreat-
ment at 500°C, CO pretreatment at 350°C.

Composite Cs* determined by N3 internal standard

method.

-1z -
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_TABLE 2

Potassium Promoted Catalyst

$ CO Conversion

Wt. % Selectivity

89.2

18.9

0.6
18.2
2.2
17.8
l.4
11.1
29.8
4.2

47.%

0131465

conditions: 29%0°C, 2MPa, 500 v/v/hr, 1:1 Hy:CO, pre-
treatment with Hp at 500°C for 5 hr (# 10 br) and CO

at 350°C for 5 hr.

Composite Cg* determined by N3

method.

- 15 -

internai

standard
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The present invention, in another aspect, provides a process
for producing a catalyst comprising a.mixture of ilmenite and iron
carbide supported on titania substantially as herein described.

The present invention, in another aspect provides a process
for producing hydrocarbons including alkane hydrocarbons from a
gaseous mixture of CO and H2 substantially as herein described.

In another aspect, the invention provides a process for
producing predominantly alkane hydrocarbons from a gaseous feed
mixture of H2 and CO comprising contacting said feed, at a temper-
ature in'the range of from about 200 to 350°C and for a time
sufficient to convert with at least a portion of said feed to alkane
hydrocarbons, with a catalyst comprising a mixture of iron carbide
and ilmenite supported on titania, wherein the amount of iron
present in said supported iron carbide and ilmenite, calculated as
Fe,05, is at least about 2 x 107>

meter of titania support surface, said catalyst having been formed

grams of iron per square

by depositing an iron precursor compound on said titania support

to form an iron/titania composite, calcining said composite to
decompose said precursor compound and convert at least a portion
thereof to iron oxide, followed by reducing said iron oxide/titania
composite by first contacting same with hydrogen at a temperature
of at least sbout 300°C for a time sufficient to form a reduced
composite and then contacting said reduced composite with CO at a
temperature of at least sbout 200°C for a time sufficient to form
said catalyst.

In another aspect, the present invention provides a process
for improving the activity of a Fisher-Tropsch catalyst present in
a Fisher-Tropsch reaction zone wherein said catalyst comprises a
mixture of iron carbide and ilmenite supported on a titania support,
said process comprising reducing or eliminating the hydrogen content
of the Fisher-Tropsch feedstream, raising the temperature in said
reactor by from about 50 to 150°C for from about 1 to 6 hours
and then lowering the temperature back to reaction temperature and
by re-establishing the hydrogen content of the feedstream.
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In this patent specification,

- dimensions in inch are converted to cm by multiplying

by 2.54;
- pressures in pounds per square inch (psi) or pounds per
square inch gauge (psig) are converted to equivalent kPa

by multiplying by 6.895;

- pressure in mmHg is converted to equivalent kPa by

multiplying by 0.1333;
- "0.D." is an abbreviation for "outside diameter".

- Mesh sizes are those of the Tyler series.
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CLAIMS:

1. A catalyst comprising e mixture of iron carbide and
ilmenite supported on titania.

2. A catalyst useful for producing Cz+ alkane hydro-
carbons from mixtures of CO and H2 comprising a mixture of
iron carbide and ilmenite supported on a titania support wherein
the amount of iron present in said supported iron carbide and
ilmenite, calculated as Fezﬂj,:ranges between sbout 2 to 25 -
milligrams per square meter of titania support surface.

3. The catalyst of claim 1 or claim 2 containing one or
more alkali promoter metals wherein said promoter metal is
present on the catalyst in an amount ranging from 0.5 to 5 wt.%
based on the amount.of supported iron calculated as Fe203.

4. The catalyst of any one of claims 1 to 3 which has
been contacted with hydrogen at an elevated temperature, prior
to use.

5. The catalyst of any one of claims 1 to 4 which has been
contacted with C0 at an elevated temperature, prior to use.

6. The catalyst of claim 5 wherein said elevated tempera-
ture is in the range of from about 200 to 500°C.

7. A process for producing a catalyst comprising a
mixture of ilmenite and iron carbide supported on titania
useful for producing substantially alkane hydrocarbons from

mixtures of CO and H, comprising the steps of:
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(a) depositing iron on a titania support material %rom a
solution of iron precursor compound in en amount such that the
final catalyst will contain supported iron in an amount of at
least sbout 2 milligrams of iron, calculated as Fe,04, per
square meter of titania support surface;

(b) calcining the iron precursor supported on titania pro-
duced in step (a) at an elevated temperature of at least sbout 120°C,
e.g. in the range of from about 120 to 500°C, .for a time
sufficient to decompose said iron precursor material and convert
at least a portion of saig supported iron to Fe203;

(c) contacting said calcined composite formed in step (b)
with hydrogen at a temperature in the range of from about 300 to
500°C for a time sufficient to convert at least a portion of
said supported iron to a reduced composite; and

(d) contacting said reduced composite formed in (c) with CO
at an elevated temperature of at least about 200°C for a time
sufficient to form said catalyst.

8. The process of claim 7 wherein said reduced composite
js contacted with CO at a temperature broadly in the range of
from about 200 to 500°C prior to use.

9. The process of claim 8 in which said CO contacting
is effected at a temperature of from about 100 to 200°C lower
than the temperature at which the calcined composite is contacted
with hydrogen.
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10. A process for producing hydrocarbons, including alkane
hydrocarbons, from a gaseous mixture of CO and H, comprising
contacting said mixture, at a temperature ranging from about
200 to 350°C and for a time sufficient to convert at least a
portion of said feed to alkane hydrocarbons, with a catalyst
comprising a mixture of iron carbide and ilmenite supported on
titania wherein the emount of said supported iron present in said
supported iron carbide and ilmenite, calculated as Feznj, is
at least sbout 2'x 10~ grams per :square meter of titania
support surface.

.

11. The'process of claim 10 wherein the amount of supported
iron present in said supported iron carbide and ilmenite, calcu-
lated as Fe,04, is in the range of from about 2 to 25 milli-
grams of iron per square meter of titania support surface.
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EFFECT OF IRON ON TITANIA CONCENTRATION
ON CO HYDROGENATION ACTIVITY
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