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[571 ABSTRACT

An improved catalyst composition is disclosed for con-
verting synthesis gas to hydrocarbon mixtures. The
catalyst comprises an iron-containing, Fischer-Tropsch
catalyst and a crystalline zeolite having a silica-to-
alumina ratio of greater than 200 (including zeolites
containing essentially no alumina) and an (R;0+ M.
/#0):Si0; rate of less than 1.1:1 where M is a metal
other than a metal of Group IIIA, n is the valence of
said metal, and R is an alkyl ammonium radical, said
organosilicate being characterized by a specified X-ray
diffraction pattern.
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CATALYST FOR CONVERTING SYNTHESIS GAS
TO HIGH OCTANE PREDOMINANTLY OLEFINIC
NAPHTHA

This application is a continuation-in-part of our co-
pending application Ser. No. 220,923 filed Dec. 29,
1980, now U.S. Pat. No. 4,361,503 which is a continua-
tion-in-part of Ser. No. 076,027 filed Sept. 17, 1979 now
abandoned, which is a continuation of application Ser.
No. 926,987 filed July 21, 1979, now U.S. Pat. No.
4,172,843.

BACKGROUND OF THE INVENTION

1. Field of the Invention

This invention is concerned with an improved pro-
cess for converting synthesis gas, i.e., mixtures of gase-
ous carbon oxides with hydrogen or hydrogen donors,
to hydrocarbon mixtures. This invention is further con-
cerned with the catalyst composition which can be
utilized in effecting this conversion.

2. Description of the Prior Art

Processes for the conversion of coal and other hydro-
carbons such as natural gas to a gaseous mixture consist-
ing essentially of hydrogen and carbon monoxide and-
/or dioxide are well known. Those of major importance
depend either on the partial combustion of the fuel with
an oxygen-containing gas or on the high temperature
reaction of the fuel with steam, or on a combination of
these two reactions. An excellent summary of the art of
gas manufacture, including synthesis gas, from solid and
liquid fuels, is given in Encyclopedia of Chemical Tech-
noiogy, Edited by Kirk-Othmer, Second Edition, Vol-
ume 10, pages 353-433 (1966), Interscience Publishers,
New York, N.Y.

It is also well known that synthesis gas will undergo
conversion to reduction products of carbon monoxide,
such as hydrocarbons, at from about 300° F. to about
850° F., under from about one to one thousand atmo-
spheres pressure, over a fairly wide variety of catalysts.
The Fischer-Tropsch process, for example, which has
been most extensively studied, produces a range of
liquid hydrocarbons, a portion of which have been used
as low octane gasoline. Catalysts that have been studied
for this and related processes include those based on
iron, cobalt, nickel, ruthenium, thorium, rhodium and
osmium, or their oxides.

The conversion of synthesis gas into valuable prod-
ucts can be greatly enhanced by employing a special
type of crystalline aluminosilicate zeolite exemplified by
ZSM-5 or ZSM-11 in admixture with a conventional
Fischer-Tropsch catalyst. Thus, for example, in co-
pending application Ser. No. 463,711, filed Apr. 24,
1974, abandoned, but parent to U.S. Pat. No. 4,086,262,
issued Apr. 25, 1978, and a parent to U.S. Pat. No.
4,096,163, issued June 20, 1978, there is disclosed a
process for the conversion of syngas by passing the
same at elevated temperature over a catalyst which
comprises an intimate mixture of a Fischer-Tropsch
component and a special type of zeolite such as ZSM-5.
Said copending application points out that the products
produced are hydrocarbon mixtures which are useful in
the manufacture of heating oil, high octane gasoline,
aromatic compounds and chemical intermediates.

As can well be appreciated, the patent and technical
literature relating to the Fischer-Tropsch process, is,
indeed, extensive and the various catalysts reported in
the prior art have been used by themselves as well as in
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admixture with catalytically inactive supports such as
kieselguhr. Although the reasons for using catalytically
inactive supports have varied, nevertheless, it would
appear that one reason for using the same was that it
resulted in increased surface area of the Fischer-
Tropsch component upon which it was deposited or
admixed and that it also aided in controlling the heat
requirements of the overall exothermic reactions.

It is also known in the art to admix a Fischer-Tropsch
component with a material, such as silica alumina which
is known to be catalytically active for the conversion of
hydrocarbons.

U.S. Pat. No. 2,637,739 discloses a Fischer-Tropsch
process involving the conversion of syngas by passing
the same over a Fischer-Tropsch catalyst in admixture
with silica alumina.

U.S. Pat. No. 3,894,102, is directed towards a two-
stage process for the conversion of syngas wherein the
first stage a methanol synthesis catalyst is admixed with
an acidic dehydrogenation catalyst and the product
thereof contacted with an HZSM-5 type aluminosilicate
zeolite. .

In copending application Ser. No. 793,015, filed May
2, 1977, now abandoned, there is disclosed a method for
producing an olefinic gasoline by contacting a syngas
with a catalyst mixture comprising two components,
one being a cobalt containing Fischer-Tropsch compo-
nent and the other being a ZSM-5 type aluminosilicate
zeolite wherein the activity of the ZSM-5 type alumino-
silicate zeolite is balanced with the activity of the cobalt
containing Fischer-Tropsch component. The product
resulting from this type of conversion is an olefinic
gasoline wherein the olefins are predominantly
branches (> 50 percent) and internal due to the action of
the ZSM-5 type component. _

In copending application Ser. No. 793,016, filed May
2, 1977, now abandoned, but parent to U.S. Pat. No.
4,304,871, issued Dec. 8, 1981, there is disclosed a
method for producing an olefinic gasoline by contacting
a syngas with a catalyst mixture comprising two com-
ponents, one being an iron-containing Fischer-Tropsch
component and the other being a ZSM-5 type alumino-
silicate zeolite wherein the activity of the ZSM-5 type
aluminosilicate zeolite is balanced with the iron-con-
taining Fischer-Tropsch component. The product re-
sulting from this type of conversion is an olefinic gaso-
line having a clear research octane number greater than
85 wherein the olefins are predominantly branches
(>50 percent) and internal due to the action of the
ZSM-5 type of component.

Also copending is application Ser. No. 775,129, filed
Mar. 7, 1977, now U.S. Pat. No. 4,269,783 issued May
26, 1981, which is concerned with the conversion of
syngas over a catalyst comprising a Fischer-Tropsch
component and an acidic cracking catalyst and is also
directed towards balancing the activity of the acidic
component with the Fischer-Tropsch catalyst. How-
ever, the product obtained from the process of said
copending application is an olefinic product wherein
the olefins have predominantly internal (> 50 percent)
double bonds and the gasoline has a clear research oc-
tane number greater than 75. The solid acidic compo-
nent utilized in the process of this copending application
is not a ZSM-5 type zeolite, but rather it includes the
use of an amorphous material, such as silica alumina, as
well as the more conventional type crystalline alumino-
silicates, such as faujasite, erionite, mordenite, etc. that
are capable of sorbing n-hexane.
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U.S. Pat. No. 3,013,990 suggests a catalyst composi-
tion useful in processes including Fischer-Tropsch syn-
thesis (see Column 10, lines 71-74) which composition
comprises a zeolite molecular sieve containing a sub-
stantial quantity of at least one material selected from
the group consisting of Fe, Co, Ni, and oxides thereof in
the internal adsorption area of the zeolite molecular
sieve. At Column 1, lines 38-39, “zeolitic molecular
sieves” are defined as “metal aluminosilicates”, and all
the zeolites disclosed have a relatively high ratio of
alumina:silica. None of the zeolites have the composi-
tion or characteristic x-ray powder diffraction pattern
of the silica zeolite component recited in the present
claims. Moreover, the patent does not discuss the prepa-
ration of gasoline-boiling-range hydrocarbons.

The ZSM-5 type crystalline zeolite component of the
intimate catalyst mixture recited in the present claims is
disclosed in U.S. Pat. No. 3,941,871. The uses suggested
therein for the crystalline zeolite catalyst are hydro-
cracking, catalytic cracking, reforming, hydroisomer-
ization of normal paraffins, and olefin isomerization
(Column 5, line 54 to Column 6, line 22). No process is
discussed for the direct conversion of synthesis gas to
gasoline-boiling-range products.

SUMMARY OF THE INVENTION

The novel process of this invention is an improved
process for converting syngas to more valuable hydro-
carbons in that it employs a special catalyst comprising
a crystalline zeolite having a silica-to-alumina ratio of
greater than 200 and an (R20-M2/,0):Si03 ratio of
less than 1.1:1 where M is a metal other than a metal of
Group IIIA, n is the valence of said metal, and R is an
alkyl ammonium radical, said zeolite being character-
ized by a special x-ray diffraction pattern. Although the
crystalline zeolite has been described as having a silica-
to-alumina ratio of greater than 200:1, it will be under-
stood that the zeolite may contain no alumina. A spe-
cific embodiment of this invention is directed towards
the formation of a very specific product. The liquid
product of this embodiment, like that of copending
patent application Ser. Nos. 793,015 and 793,016, is a
high-octane, predominantly-olefinic naphtha having a
boiling range of less than 400° F. at a 90 percent over-
head which is defined as a Cs+ naphtha with an aro-
matic content of less than 15-20 weight percent, an
olefin-plus-aromatics content exceeding 50 weight per-
cent wherein > 50 percent of the olefins (based on total
pentenes) have a branched chain structure and an inter-
nally-positioned double bond, and the gasoline has a
clear research octane number greater than 85.

The present invention is further concerned with ob-
taining the above-defined product in good yields and
good selectivities from the starting syngas material.

The present invention is still further concerned with
a catalyst composition comprising potassium-promoted
iron intimately admixed with a crystalline zeolite which
catalyst composition is useful for converting synthesis
gas to olefinic gasoline.

Prior teachings regarding the conversion of synthesis
gas to olefinic gasoline have been based on the use of
potassium deactivated ZSM-5 catalysts as exemplified
by copending application Ser. No. 793,015 and Ser. No.

10

15

20

25

30

40

45

50

55

60

793,016 described supra. The discovery of the present '

invention is that a desirable alternative to such pro-
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DETAILED DESCRIPTION OF THE
INVENTION

The materials known to reduce carbon monoxide to
oxygenated or olefinic hydrocarbon products that have
at least one carbon-to-carbon bond in their structure
include zinc, iron, cobalt, ruthenium, thorium, rhodium,
and osmium. With the exception of ruthenium, all prac-
tical art-recognized synthesis catalysts contain chemical
and structural promoters. These promoters include cop-
per, manganese, chromia, alumina, the alkaline earths,
the rare earths, and alkali. Alkali, e.g., the carbonates of
Group IA of the Periodic Table, and especially -potas-
sium, is of particular importance for use as promoters
with iron catalysts. Potassium-modified iron Fischer-
Tropsch catalyst greatly reduces the conversion to
methane. Supports such as kieselguhr sometimes act
beneficially.

The crystalline zeolite component of the catalyst
arrangement is substantially free of alumina, but may
contain very minor amounts of such oxide attributable
primarily to the presence of aluminum impurities in the
reactants and/or equipment employed. Thus, the molar
ratio of alumina to silica will be in the range of 0 to less
than 0.005 mole of Al;O3 to more than 1 mole of SiO;.
Generally the latter may range from > 1 SiO; up to 500
or more. Broadly, the SiO2/Al,03 ratio is greater than
about 200/1. Preferably, the ratio is greater than about
500/1 and, more preferably is about 1300/1 or more.
Preparation of the crystalline zeolite component is de-
scribed in U.S. Pat. No. 3,941,871, the entire content of
which is incorporated herein by reference.

That patent provides a family of crystalline zeolites
which are essentially free of Group IIIA metals, i.e.,
aluminum and/or gallium. These zeolites have surpris-
ingly been found to be characterized by an x-ray diffrac-
tion pattern characteristic of the ZSM-5 type crystalline
aluminosilicates. The method described in U.S. Pat. No.
3,941,871 may also be used to prepare crystalline zeo-
lites of the ZSM-11 type which are essentially free of
Group IIIA metals. Similar to the crystalline zeolites
described in the "871 patent, these zeolites are character-

‘ized by an x-ray diffraction pattern characteristic of the

ZSM-11 type crystalline aluminosilicates, which are
described in U.S. Pat. No. 3,709,979, the entire content
of which is incorporated herein by reference. In addi-
tion to having these characteristic x-ray diffraction
patterns, the crystalline zeolites of the present invention
can be identified in their anhydrous state in terms of
mole ratios of oxides as follows:

(1) a SiO3:Aly03 ratio of greater than 200:1 and

(2) an (xR20+ (1 —x)M3/,0):Si0O; ratio of less than

1.1:1

where M is a metal other than a metal of Group IIIA, n
is the valence of said metal, and R is an alkyl ammonium
radical and x is greater than O but not exceeding 1.
Preferably R is a tetraalkyl ammonium radical, the alkyl
groups of which contain 2-5 carbon atoms.

In the above composition, R20 and M2/,0 may be
removed by replacement with or conversion to other
desired components which serve to enhance catalytic
activity, stability and/or sorption or absorption charac-
teristics. It is particularly contemplated that R and/or
M may be at least partially in the ammonium form as a
result of ion exchange.

As above noted, the families of crystalline zeolites
disclosed and claimed herein have definite x-ray diffrac-
tion patterns. Such x-ray diffraction patterns, similar to
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those for the ZSM-5 and ZSM-11. zeolites, show the
following significant lines:

TABLE 1

ZSM-5 TYPE CRYSTALLINE ZEOLITE

Interplanar Spacing d(A): Relative Intensity
1.1 +0.2 [
10.0 0.2 s

74 +0.15 w
7.1 +0.15 w
6.3 +0.1 w
6.04

+0.1 w
5.97
5.56 +0.1 w
5.01 +0.1 w
4.60 +0.08 w
4.25 +0.08 w
3.85 007 Vs
3.7 +0.05 s
3.04 +0.03 w
2.99 +0.02 w
2.94 +0.02 w

TABLE 2

ZSM-11 TYPE CRYSTALLINE ZEOLITE
Interplanar Spacing d(A): Relative Intensity

11.2 +0.2 m
10.1 +0.2 m
6.73 +0.2 w
5.75 +0.1 w
5.61 +0.1 w
5.03 +0.1 w
4.62 +0.1 w
430 +0.08 w
3.86 +0.07 vs
373 +0.07 m
3.49 +0.07 w
(3.07.3.00) +0.05 w
w

2.01 +0.02

The parentheses around lines 3.07 and 3.00 in Table 2
indicate that they are separate and distinct lines, but are
often superimposed. The values were determined by
standard techniques The radiation was the K-alpha
doublet of copper and a Geiger Counter Spectrometer
with a strip chart pen recorder was used. The peak
heights, I, and the positions as a function of two times
theta, where theta is the Bragg angle, were read from
the spectrometer chart. From these, the relative intensi-
ties, 100 1/Tg, where Ip is the intensity of the strongest
line or peak and d(obs.), the interplanar spacing in A,
corresponding to the recorded lines were calculated. In
Table I the relative intensities are given in terms of the
symbols s=strong, w=weak and vs=very strong.

The crystalline zeolites can be used either in the alkali
metal form, e.g., the sodium form or other desired metal
form, the ammonium form or the hydrogen form. Pref-
erably, one of the last two forms is employed. The cat-
ion content should in no case be so large as to substan-
tially eliminate the activity of the zeolite for the cataly-
sis being employed in the instant invention. For exam-
ple, a completely sodium exchanged ZSM-5 or ZSM-11
appears to be largely inactive for shape selective con-
versions required in the present invention.

The specific zeolites described, when prepared in the
presence of organic cations, are substantially inactive,
possibly because the crystalline free space is occupied
by organic cations from the forming solution. The zeo-
lites as synthesized or after impregnation can be benefi-
cially converted to another form by thermal treatment.
This can be done by heating to a temperature in the
range of 200° to 600° C. in an atmosphere such as air,
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nitrogen, etc. and at pressures ranging from subatmo-
spheric to above-atmospheric for between 1 and 48
hours. Dehydration may also be performed at lower
temperatures merely by placing the zeolite in a vacuum,
but a longer time is required to obtain a sufficient
amount of dehydration.

The crystalline zeolites as synthesized can have the
original components thereof replaced by a wide variety
of othets according to techniques well known in the art.
Typical replacing components would include hydro-
gen, ammonium, alkyl ammonium and aryl ammonium
and metals, other than metals of Group IIIA, including
mixtures of the same. The hydrogen form may be pre-
pared for example, by substitution of original sodium
with ammonjum. The composition is then calcined at a
temperature of, say, 1000° F. causing evolution of am-
monia and retention of hydrogen in the composition. Of
the replacing ions, preference is accorded to metals of
Groups II, IV and VIII of the Periodic Table with the
caveat that trivalent and tetravalent forms of Group IV
and VIII metals may not be suitable *“replacing compo-
nents.”

The crystalline zeolites are then preferably washed
with water and dried at a temperature ranging from
150° F. to about 600° F. and thereafter calcined in air or
other inert gas at temperatures ranging from 500° F. to
1500° F. for periods of time ranging from 1 to 48 hours
or more.

Regardless of the synthesized form of the zeolite, the
spatial arrangement of atoms which form the basic crys-
tal lattice remain essentially unchanged by the de-
scribed replacement of sodium of other alkali metal or
by the presence in the initial reaction mixture of metals
in addition to sodium, as determined by an x-ray pow-
der diffraction pattern of the resulting zeolite. The x-ray
diffraction patterns of such products are essentially the
same as those set forth in Table 1 or Table 2 above.

The crystalline zeolites prepared in accordance with
the instant invention are formed in a wide variety of
particular sizes. Generally, the particles can be in the
form of powder, a granule, or a molded product such as
an extrudate having a particle size sufficient to pass
through a 2 mesh (Tyler) screen and be maintained on a
400 mesh (Tyler) screen in cases where the catalyst is
molded such as by extrusion. The zeolite can be ex-
truded before drying or dried or partially dried and then
extruded.

As has been previously set forth, a particular aspect
of this invention resides in the production of a particular
product utilizing a catalyst mixture comprised of an iron
Fischer-Tropsch component and a crystalline zeolite
component. The catalyst mixturés contemplated may be
prepared in various ways. The two components may be
separately prepared in the form of catalyst particles
such as pellets or extrudates, for example, and then
mixed in the required proportions. The particle size of
the individual component particles may be quite small,
for example, from about 0.01 to about 300 microns,
when intended for use in fluid bed operation; or they
may be as large as up to about % inch for fixed bed
operation. The two components may also be mixed as
powders in desired proportions and formed into pellets
or extrudate, each pellet containing both components in
substantially the required proportions. Binders such as
clays may be added to the mixture. Alternatively, the
component that has catalytic activity for the reduction
of carbon monoxide may be formed on the acidic crys-
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talline zeolite component by conventional means such
as impregnation of that solid with salt solutions of the
desired metals, followed by drying and calcination.
Base exchange of the acidic crystalline zeolite compo-
nent also may be used in some selected cases to effect
the introduction of part or all of the carbon monoxide
reduction component. Other means for forming the
intimate mixture may be used, such as: precipitation of
the carbon monoxide reduction component in the pres-
ence of the acidic crystalline zeolite, electrolytic deposi-
tion of metal on the zeolite, or deposition of metal from
the vapor phase. Various combinations of the above
preparative methods will be obvious to those skilled in
the art of catalyst preparation. '

In copending application Ser. No. 729,938, filed Oct.
6, 1976, it is demonstrated that for the production of
aromatic gasoline from synthesis gas the iron catalyst
component is preferably retained in an arrangement
wherein it is surrounded by a relatively large propor-
tion of crystalline zeolite component. The same type of
configuration is preferred in this invention, particularly
under fixed bed operating conditions. The crystalline
zeolite-containing component is so arranged to statisti-
cally promote the sequential reaction mechanism of
synthesis gas conversion to primarily olefin intermedi-
ates by the iron catalyst followed by chain growth of
the olefin intermediate with the modified zeolite cata-
lyst component to form branched chain and internal
olefins in preference to aromatics and before the olefin
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range is from 2 to 10 volumes of acidic solid per volume
of Fischer-Tropsch component.

Operating within the above referred-to parameters
will result in a process wherein at least 50 percent of the
carbon monoxide in the fresh feed is actually converted.
Since theoretical conversions vary with syngas compo-
sition, a preferred conversion range on the fresh feed is
at least 50 percent of the carbon monoxide and of the
hydrogen based on theoretical. ’

The following Examples 1-5 are limited primarily to
one representative pressure, 200 psig; and a GHSV
range of 1500 to 3400 based on active reagents, which is
considerably higher than normally used for commercial
fixed bed operation. These conditions are not, of course,
optimum for demonstrating temperature limits of pro-
cess operability. Fresh feed GHSV of 500 and even less
are recorded in Fischer-Tropsch process literature.
Obviously, if the GHSV were reduced from 3500 to
500, the operating temperature could be reduced sub-
stantially below 500° F. before losing FeK and/or zeo-
lite activity.

EXAMPLES 1-5

Syngas with a hydrogen to carbon monoxide ratio of
2 was contacted at a 600° F. catalyst bed setting; a pres-
sure of 200 psig and a gas hour space velocity (GHSV)
of 3200-3600 with various aluminosilicate and silicate
ZSM-5-type catalysts intimately mixed with Fe(K). In
all Examples, the ZSM-5-type component was sized to

intermediate has a chance to contact additional particles 30 12-25 mesh and 1.6 cc of the sized ZSM-5-type compo-
of iron catalyst. Thus, the abundance of zeolite particles nent was mixed with 0.4 cc of 12-25 mesh Girdler G-82
about the iron particle intercepts the olefin intermediate Fe(K). The runs were monitored and the products mea-
of iron catalyst conversion before the olefin intermedi- sured and analyzed. Results are shown in Table 3 be-
ate can build up into long-chain linear wax molecules. low. The ZSM-5-type component of Examples 1, 2, 3,
Supporting evidence for the above-identified reaction 35 and 4 were bound with 35 weight percent Catapal alu-
sequence and catalyst component arrangement promot- - mina and extruded as 1/16" extrudates. The ZSM-5-
ing the scavenging function by the zeolite catalyst com- type component of Example 5 is the pure acid form of
ponent is provided by related studies on propylene or the silicate ZSM-5-type component. Examples 1 and 2
methanol conversion to form aromatics with a ZSM-5 are comparative examples showing syngas conversion
crystalline aluminosilicate zeolite. The fact that the 40 over an Fe(K)/aluminosilicate ZSM-5-type component.
zeolite component provides a scavenging function Examples 3-5 show syngas conversion according to the
when properly proportioned with respect to the carbon process of the present invention ove an Fe(K)/silicate
monoxide reducing component is further supported by ZSM-5-type component.
data obtained with the heterogeneous catalyst mixture Comparing Examples 1, 3, and 4, it may be seen that
after treatment of particularly the zeolite component to 45 the main effect of increasing SiO2/A1;03 ratio is to
substantially eliminate the aromatizing function. decrease aromatic make. Aromatization is related to site
The novel process of this invention is carried out at density. Site strength appears to vary exponentially
temperatures ranging from about 450° F. and more with Si0y/Al;03 ratio since a semilog plot of C¢+
preferably at least 550° F. to about 750° F. such that no aromatics produced in Examples 1, 3 and 4 as a function
more than about 30 weight percent of methane plus 50 of SiO2/Al;0j ratio is nearly a straight line.
ethane is formed. Gas hourly space velocities (GHSV) The catalyst of Example 2 (70/1 SiO2/A1,03 ZSM-5
range from 500 to 20,000 and more desirably from 1000 extrudate (35 percent binder) poisoned with potassium)
to 6000 based on fresh feed and total catalyst volume. has performed well in separate particle, fixed bed opera-
Hydrogen to carbon oxides ratios can vary. from 0.5 to tion. However, attempts to put the K-deactivated 70/1
6.0 and more preferably from 1.0 to 2.0. Pressures range 55 SiO2/Al03 ZSM-5 into the same particle with <250
from 50 to 1000 psig and more preferably from 150 to Fe(K) have failed because of excessive methane forma-
400 psig. The ratio of the Fischer-Tropsch component tion. Comparing Examples 2 and S, it will be noted that
to the acidic solid (zeolite plus binder) is not narrowly the 1600/1 pure SiO; crystalline zeolite differs only
critical and can range from 1.0 to a practical maximum slightly from the K-deactivated, 70/1 SiO2/Al03
of 20 volumes of the acidic solid per volume of the 60 ZSM-5 and is a desirable alternative to the latter cata-
Fischer-Tropsch component. A particularly -desirable lyst for syngas conversion.
3 TABLE 3

Example ,

ZSM-5-type 2 5

Catalyst 1 K(0.95%)— 3 4 Pure SiO;

Component 65% Si02—  Si0—AlLO3 65% Si02  65% SiO2  crystalline

Description AlO3 ext. €xt, ext. . ext. zeolite

Si02/AL03 70 70 500 1600 1600
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TABLE 3-continued
Example
ZSM-5-type 2 5
Catalyst 1 K(0.95%)— 3 4 Pure SiO;
Component 65% SiO2—  SiO3—AlO3 65% SiO2  65% SiO2  crystalline
Description AlLO3 ext. ext. ext. ext. zeolite
ratio in ZSM-5-
type component
Run Time (Hrs.) 24 23 24 . 235 ©22%
Accum. Time 2.0 1.8 1.8 1.8 L7
(Days)
GHSV 3420 3215 3280 3375 3580
WHSV 1.62 1.54 1.50 1.53 1.89
Temp. (°F.), Ave. 618 620 619 621 626
Hot Spot 628 628 624 629 636
CO Conv. (wt. %) 95 97 9% 97 9%
H; Conv. (wt. %) 54 59 53 54 45
Hydrocarbon Composition (wt. %)
Cy 17 17 20 17 18
Cy 4 6 7 6 8
C3 8 4 5 4 6
Csy 18 11 12 12 14
Cs 11 10 12 12 13
Ce+ 42 52 44 %9 41
Olefins (wt. % by C no.)
Cz 6 26 3 kY) 40
C; 7 45 28 46 53
Cs 4 53 54 56 68
Cs 3 57 57 63 74
Cs Olefin Dist. (wt. %)
1-Cs= — 3 3 2 3
T + CCs= 6 18 20 18 19
MCy= 94 79 77 78 78
Cs + Aromatics 50 13 21 14 13
(wt. %)
Lig. Prod. 90% 402 350 358 360 356
B.P. (°F.)
Cs + ON.(R + O) 92.1 92.0 92.1 91.7 92.6
35 2. The catalyst of claim 1 wherein M is sodium or
What is claimed is: sodium in combination with tin, calcium, nickel or zinc.
1. A catalyst composition comprising an iron-contain- 3. The catalyst of claim 1 wherein the volume ratio of
ing Fischer-Tropsch component and a volume excess of  said solid to said Fischer-Tropsch component is be-
a solid containing a crystalline zeolite, wherein the  tween 1 and 20.
crystalline zeolite comprising a zeolite having a compo- 40 4. The catalyst of claim 3 wherein said volume ratio
sition in its anhydrous state in terms of mole ratios of  is between 2 and 10.
oxides as follows: 5. The catalyst of claim 1 wherein the Si02:A1;0;3
(a) an Al;03:8i0; ratio within the range of from 0 to ratio of the crystalline zeolite is greater than about
less than 0.005 Al;03 to more than 1 SiO; and 200:1.

(b) an (XR20+(1—x)M2/,0):Si0; ratio of less than 45 6. The catalyst of claim 1 wherein the SiO2:Al,03
1.1:1 ratio of the crystalline zeolite is greater than 500:1.
where M is a metal other than a metal of Group IIIA, n 7. The catalyst of claim 1 wherein the SiO2:Al1,03

is the valence of said metal, R is alkylammonium and x ratio of the crystalline zeolite is greater than 1300:1.
is a number greater than 0 but not exceeding 1, said 8. The catalyst of claim 1 wherein the crystalline
zeolite having the x-ray diffraction lines set forth in 50 zeolite has been exchanged with ammonium ions.
Table 1 or Table 2 of the specification. ¥k o ox o

55

60

65



