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1
METHOD FOR PRODUCING HYDROCARBONS

BACKGROUND OF THE INVENTION

This invention relates to a method for producing
hydrocarbons by reacting hydrogen gas eith carbon
monoxide and/or gaseous carbon dioxide catalytically.

It is well known as the Fischer-Tropsch synthesis
from many literatures to produce hydrocarbons by
reacting hydrogen with carbon monoxide in the pres-
ence of a heterogeneous catalyst. The types of catalysts
that have been studied for this and related processes
include those based on metais or oxides of iron, cobalt,
nickel, ruthenium, rhenium, thorium, rhodium, plati-
num and osmium. On the other hand, depending upon a
catalyst and a reaction condition, the Fischer-Tropsch
synthesis can be oriented predominantly to fuel oil, fuel
gas such as methane, olefin such as ethylene, waxes or
oxygen containing compounds such as alcohols. Conse-
quently, the higher selectivity of desired products is
advisable as well as a catalyst have high activity. The
distribution of hydrocarbons obtained with a standard
catalysts in the Fischer-Tropsch synthesis are fulfilled
the Schulz-Flory distribution of molecular weights; the
Fischer-Tropsch synthesis is regarded as a kind of poly-
merization wherein a chain growth occurs by a stepwise
addition of active species containing one carbon atom
adsorbed on a catalyst surface. Standard Fischer-
Tropsch catalysts exhibit a nearly constant chain
growth probability, which can be derived from Schulz-
Flory plots and is obtained from the relationship be-
tween carbon number and the weight fraction of hydro-
carbons per the carbon number, that is, these catalysts
have low selectivity for the Fischer-Tropsch products.
Therefore, it is necessary for us to develop the peculiar
Fischer-Tropsch catalysts having non-Schulz-Flory
distribution. It is well known from the recent literature
{(J.C.5. Chem Comm., 1095 (1979)) that Fischer-
Tropsch syathesis of hydrocarbons over RuNaY-zeolite
which can be prepared by an ion-exchange method
shows a drastic change in chain growth probability in
comparison with that over the standard Fischer-
Tropsch catalysts. Herein, the roll of the zeolite is to
control ruthenium metal particle size by cage dimen-
sions in the zeolite. This means that the cage dimensions
in the zeolite is used for controlling of the selectivity of
Fischer-Tropsch products.

SUMMARY OF THE INVENTION

As the result of our various investigations, it has now
been discovered that desirable hydrocarbons from syn-
thesis gas can be selectively obtained by using the heter-
ogeneous catalyst which comprise a metal or a mixture
of metals such as ruthenium and iron-potassium oxide
supported on a metal oxide such as y-alumina and silica
gel or mixed metal oxides having an acidic properties
such as silica.alumina and silica.magnesia, these carriers
having a very narrow pore size distribution in the mi-
cropores region within the range of between 10 and 100
Angstroms, in which the pore size of these carriers is
slightly larger than that of Y-Zeolite which is the larg-
est in the crystailine aluminosilicates. In other words, it
has been found that the chain growth probability sud-
denly changes to low values over the catalyst supported
on an amorphous inorganic metal oxide having a spe-
cific pore sizes, the above catalyst showing non-Schulz-
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Flory product distribution. Thus, it is notable that the
selectivity of Fischer-Tropsch products is controlled by
the specific pore sizes of the amorphous inorganic metal
oxide or mixed metal oxides as a carrier. To be more
interesting, a drastic decline in chain growth probability
at arbitrary carbon number can be brought depending
upon the pore sizes of the above carrier. This means that
the gasoline fraction in the vicinity of Cs to Cyp or the
kerosene and light oil fraction in the vicinity of Ciy to
Cj0 can be selectively obtained by using the catalyst
carrier described above. Fhe selective formation of the
gasoline fraction or the kerosene and light oil fraction in
accordance with the present invention can be attributed
to an effect exerted by the specific pore sizes of a carrier
described in our invention, which has the slightly larger
pore than those of conventional crystalline aluminosili-
cates, that is, the pore sizes within the range of between
10 and 100 Angstroms, and besides which has a very
narrow pore size distribution in the micropores range. It
may be difficult to obtain selectively the Kerosene and
light oil fraction by using even Y-zeolite having the
largest pore size in conventional aluminosilicates, that
is, the pore size of 11 Angstroms. As noted above, it is
considered that the selective formation of the kerosene
and light oil fraction in our invention results from the
specific pore sizes of a catalyst carrier which has a
larger pore size than that of Y-zeolite, and in addition,
has a very narrow pore size distribution in the micro-
pores region.

This invention relates to a novel method for convert-
ing synthesis gas to desirable hydrocarbon mixtures in
the presence of a particular heterogeneous catalyst.
More particularly, the inventioa relates to a method for
converting synthesis gas, that is, a mixture of gaseous
carbon monoxide and/or carbon dicxide and hydrogen
to hydrocarbon mixtures in the presence of a particular
heterogeneous catalyst which comprises a carbon mon-
oxide and/or carbon dioxide reducing V1II group metal
supported on a carrier having specific pore sizes in the
micropores region. It is an object of the present inven-
tion 1o use a catalyst comprising two components in
which the first component is selected from the class of
carbon oxides reducing metals in the presence of hydro-
gen, and the second component is inorganic oxide carri-
ers such as amorphous y-alumina and silica gel having
specific pore sizes, which are characterized by having a
very narrow pore size distribution in the micropores
region within the range of between 10 and 100 Ang-
stroms. y-alumina and silica gel used as a catalyst carrier
in this invention have such a physical property as
shown in Table 1. For reference, the pore size distribu-
tion of a typical silica gel is shown in FIG. 1 which is
the graph with differential pore volume on the vertical
axis and average pore diameter horizontally. The sur-
face area of the above samples was measured by means
of BET method based on nitrogen adsorption, and the
pore volume and the pore size distribution was com-
puted by the nitrogen-desorption method. FIG. I shows
clearly that the catalyst carriers provided in our inven-
tion have a very narrow pore size distribution.

Table 1 also shows clearly that the above carrier is
characterized by having a very narrow pore size distri-
bution within the range of between 10 and 100 Ang-
stroms wherein such a pore structure of the above carri-
ers could not be obtained by a conventional production
method.
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TABLE 1
Pore Diameter
Average Having the
Classifica- Calcination  Surface Pore Pore Largest Pore
tion of Acid Temperature Area Volume  Radius Size Distribu-
Carrier Carrier  Treatment C. mi/g ml/g tion

A y-Alumina No 450 34 0.20 1L.5 13.7
y-Alumina No 430 396 0.28 13.8 15.7
B v-Alumina No 550 40 0.3 181 204
Yy-Alumina No 530 367 0.29 179 18.6
(o] y-Alumina No 550 260 0.30 229 421
y-Alumina No 550 253 0.30 239 41.3
D Silica gel Yes 500 435 0.21 98 13.5
Silica gel Yes 500 326 0.24 9.1 134
E Silica gel No 450 472 0.26 10.8 14.2
Silica gel No 450 367 0.19 10.3 149
F Silica gel No 550 367 0.24 12.3 17.3
Silica gel No 500 332 033 12.2 154

BRIEF DESCRIPTION OF THE DRAWINGS

FIG. 1is a graph of a pore size distribution of a car-
rier consisting of a metal oxide which was used in this
invention.

FIG. 2 is a graph of the product distribution of

25

formed hydrocarbons which was obtained in the inven-

tion.

FIG. 3 is a graph of a pore size distribution of a car-
_tier consisting of a metal oxide mixture which was used
«in this invention.

-~ FIG. 4 is a graph of a product distribution of formed
-hydrocarbons which was obtained in the invention.

DETAILED DESCRIPTION OF THE
PREFERRED EMBODIMENTS

In this invention, a mixture of hydrogen with carbon

‘monoxide and/or gaseous carbon dioxide should be

-used as a starting material. Such a mixture may be effec-
tively prepared by the partial combustion of the materi-
-als including carbon and hydrogen. The materials, as
used herein include brown coal, anthracite cokes, crude
il and its distillate, tar sands, bituminous coal and lig-
nite. A mixture of hydrogen with carbon monoxide
and/or carbon dioxide having the molar ratio
(H2/CO+COy) of 0.5.~3 may be used as a starting
material.

In accordance with the present invention, the process
may be carried out at a temperature of from 200° to 350°
C., preferably from 200° to 300° C., and at a pressure of
from 0 to 100 Kg/cm?A, preferably from 5 to 30
Kg/cm?, and at a gas space velocity of from 500 to 5000
I/hour. The heterogeneous catalysts of this invention
comprise 100 parts by weight of a carrier, 0.1~ 50 parts,
preferably 0.1~10 parts by weight of a VIII group
metal or metals, and at least one promoter. The amount
of a promoter incorporated with the abave metal may
be 150 percent by weight of the above metal. A pro-
moter is necessary for the use of such a catalyst as iron,
cobalt and nickel with the exception of ruthenium. It is
not or little effective when ruthenium is used in this
invention. These promoters used for the catalyst of this
invention include various elements such as alkali metals,
alkaline earth metals, VIII group metals, Ti, Zr, Al, Si,
As, V, Mn, Mo, W, Cu, Ag, Zn, Cd, Bi, Pb, Sn, Ce, Th
and U. The most preferable calalyst in this invention is
ruthenium supported on y-alumina or silica gel having
the specific pore sizes. The iron catalysts used in this
invention consist of iron, potassium and copper sup-
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ported on y-alumina or silica gel having the specific
pore sizes.

The heterogeneous catalysts may be prepared in vari-
ous methods. For example, the metal that has catalytic
activity for the reduction of carbon monoxide and/or
carbon dioxide may be formed on a y-alumina carrier or
a silica gel one having the specific pore sizes by a con-
ventional method such as impregnation of the oxide
with salt solutions of the above metal, followed by
drying and calcination. Ion exchange of silica gel car-
rier also may be used in some selected cases to effect the
introduction of the carbon monoxide and/or carbon
dioxide reducing metal. Other methods for forming the
heterogeneous catalysts may be used, such as: precipita-
tion of the carbon monoxide and/or carbon dioxide
reducing metal in the presence of a y-alumina carrier or
a silica one; or electrolysis deposition of a metal on a
carrier; or deposition of a metal from the vapor phrase;
or adsorption of the metal compound or metal com-
pounds such as metal carbonyls on a carrier by dis-
solving the metal compounds in n-hexage or tetrahydro-
furan and adding the carrier to the above solution.

A metal oxide such as y-alumina and silica gel used as
a catalyst carrier in the invention can be prepared from
the following starting matarials in a water solution. For
example, y-alumina can be produced by reacting an
aluminate with an organic compound. Herein, an alumi-
nate which may be used in the invention inciudes alkali
metal salts such as Na, K and Li and ammornium salts.
Even the other aluminates can be used, if they are
water-soluble. The preferred aluminate is sodium alumi-
nate. Silica gel also can be prepared from a silicate or a
mixture of silicic acid and a silicate wherein the silicate
includes alkali metal salts such as Na, K and Li and
ammonium salts. The preferred starting material for
silica gel is a water glass which is a mixture of silicic
acid and sodium silicate, with water glass No. 3 particu-
larly preferred. Organic compounds as a starting mate-
rial include monocarboxylic acid halide, dicarboxylic
acid halide and sulfuric acid halide. The prefarred or-
ganic compounds are mono and di-carboxylic acid hal-
ide. The amount of alkali metal as the impurity of the
inorganic carriers such as y-alumina. and silica gel
which may be used in the invention is preferable not to
exceed Q.1 percent by weight.

The inorganic carriers such as <y-alumina and silica
gel which are prepared by the method different from
the above described particular one can be also used in
the invention, if these carriers have a very narrow pore
size distribution in the micropores region within the
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range of between 10 and 100 Angstroms. Thus, the
purpose of the invention can be achieved by using both
carriers which are prepared by the method described in
the invention, and the carriers prepared by other meth-
ods if both of the carriers have a very narrow pore size
distribution of the micropores within the range of be-
tween 10 and 100 Angstroms. The very narrow pore
size distribution of the metal oxides used in this inven-
tion is distributed preferably 1~ 30 Angstroms, more
preferably, 1 ~15 Angstroms.

The heterogeneous catalyst can be vsed in 2 reactor
as a fixed or fluidized bed. Besides, if desired, the above
catalyst may be used in liquid phase in which hydrocar-
bon oil is utilized as a solvent.

According to the invention, the formation of hydro-
carbons having more than 10 of carbon number may be
suppressed; hydrocarbons rich in gasoline boiling range
can be obtained, while hydrocarbons having more than
10 of carbon number may be considerably formed by
using mixed metal oxides such as usual or conventional
silica alumina having wide pore size distribution as a
catalyst carrier. To be more interested, it has been
found that a drastic decline in chain growth probability
of the formed hydrocarbons may be brought by using
the heterogeneous catalyst which comprises a metal or
a metal oxide having catalytic activity for the Fisher-
Tropsch synthesis and a proper amount of an alkali
metal supported on an acidic metal oxide mixture de-
scribed in the invention having a very narrow pore size
distribution of the micropores within the range of be-
tween 10 and 100 Angstroms in which the pore size of
such a carrier is slightly larger than that of conventicnal
crystalline alumino-silicates: the above heterogeneous
catalyst shows non-Schulz-Flory product distribution.
It is considered that a peculiar product distribution of
formed hydrocarbons according to the invention,
which can be resuited from the use of the catalyst carri-
ers which have a very narrow pore size distribution
within the range of between 10 and 100 Angstroms.
Thus this invention relates to a method for producing
the desirable hydrocarbons efficiently by using mixed
metal oxides as a carrier such as amorphous
silica.alumina or silica.magnesia. A silica.alumina as a
catalyst carrier has such a pore size distribution repre-
sentatively shown in FIG. 3, which is the graph with
differential pore volume on the vertical axis and aver-
age pore diameter horizontally. FIG. 3 shows clearly
that the catalyst carriers which may be used in the in-
vention have a very narrow pore size distribution.

In this case, it is desirable to add 0.1~ 17 parts, prefer-
ably 2~8.5 parts by weight of alkali metal to 100 parts
by weight of the mixed metal oxides as a catalyst carrier
in order to neutralize the acidity of the above mixed
metal oxides. Herein, alkali metal described above is
different from the promoter mentioned previously
which is not necessary for a ruthenium catalyst.

The mixed metal oxides such as silica.alumina or
silica.magnesia which may be used as a catalyst carrier
in the invention can be prepared by various methods,
such as: addition of three components at the same time
in the form of solution wherein three components are
(1) water-soluble alkali {Na, K and Li} or ammonium
salts such as sodium aluminate or water glass consisting
of a mixture of silicic acid and silicate, (2) organic com-
pounds such as organic halides and (3) metal salts such
as metal nitrates (aluminium nitrate etc.) and metal ha-
lides (aluminium chloride etc.); or coprecipitation by
adding an organic compound to a water solution of
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alkali such as sodium aluminate or water giass or ammo-
nium salts, followed by adding a metal salt such as metal
nitrates to the former solution before deposition of a
solid; or adsorption of hydrogel obtained by adding
ammonium solution as a precipitant to a solution of a
metal salt, or another hydrogel previously precipitated
by reacting a metal acid salt such as alkali or ammonium
salts with an organic compound. The organic com-
pounds include monocarboxylic acid halide, dicarbox-
ylic acid halide and sulfuric acid halide, preferably,
mono and di-carboxylic acid halide. The amount of
alkali metals as the impurity of the metal oxide mixture
is preferably not to exceed 0.1 percent by weight espe-
cially when the acidity of such carriers is utilized.

The mixed metal oxides which are prepared by the
method different from the above-described particular
one may be also nsed as the catalyst carrier in the inven-
tion if these carriers have a very narrow pore size distri-
bution in the micropores region within the range of
between 10 and 100 Angstroms. Thus this invention
relates to a method for producing desirable hydrocar-
bons by using the calalyst carriers which have a very
narrow pore size distribution in the micropores region
within the range of between 10 and 100 Angstroms
wherein the above-described catalyst carriers include
both inorganic oxides which are prepared in the inven-
tion and ones prepared by other methods. o

The heterogeneous catalyst may be contained as a
fixed bed, or a fluidized bed may be used. Besides, if
desired, the above catalyst may be used in liquid phase
in which hydrocarbon oil is utilized as solvent. The
following examples are given to illustrate the present
invention.

EXAMPLE 1

Some kinds of heterogeneous catalysts which were
supported on y-aluminas or silica gels were tested for
the production of hydrocarbons by the Fisher-Tropsch-
synthesis.

Those catalysts carrier or support were prepared by
the following method: a 7y-alumina was produced as
follows; a solution of adipoyl dichloride which was
previously dissolved in tetrahydrofuran was added
dropwise to an agueous solution of sodium aluminate
with vigorous stirring at 40° C.

After the addition was completed, pH was adjusted
to 6~9 with 5% hydrochloric acid and stirring was
continued for additional 5 hrs. Then the reaction mix-
ture was cooled, filtered after standing and washed
successively an ammonium solution, 10% ammonium
chloride solution and distilled water until free of chlo-
ride ion. That solid was extracted with acetone to re-
move entrained organic compound, followed by drying
at 110" C. for 3 hours and then by calcinating at 450°
C.~550° C. for 5 hours in air. The surface area, the pore
volume and the pore size distribution of a y-alumina
which was prepared by the above-described method are
shown in Table 1 (Classification of Carrier A). The pore
diameter having the largest differential pore volume is
also shown in Table | because the carriers such as the
above-described y-alumina which is used in the inven-
tion have a very narrow pore size distribution in the
micropore sizes region. Morecver, y-aluminas and silica
gels, each having various pore sizes, were also prepared
by the similar above-noted method except the use of
succinoyl dichloride, adipoyl dichloride, sebacoyl di-
chloride (Classification of Carrier, A and D), sebacyl
dichloride, 1,}2-dodecanadioyl dichloride (Classifica-
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tion of Carrier B and F), 1,14-dodecanoyl dechloride
{Classification : of ‘Carrier: C. and. F), ‘phthaloyl, and
isophthaloyl, and terephthaloyl dichloride (Classifica-
tion of Carrier A and B), and dichloride of hydrocarbon
oligomer having two ‘terminal: carboaylic acid group
(the molecular weight is 500~ 100C) (Classification of
Carrier C~F). Representative physical properties of
y-aluminas and. silica gels mentioned above are: also
shown in Table 1.

CATALYST 1 (Ruthenium/y-alumina)

The catalyst was prepared by the following impreg-
nation method: 0.5 gram of ruthenium chloride (RuCls.

HzOQ) was dissolved in 5 ml of water. The resulting:

solution was added to 10 ml of a y-alumina (Classifica-
tion of Carrier A).: After the mixture was allowed to

stand overnight at room temperature, it was dried at-

110° C. for 3 hours and was calcined at 450° C. in air for
4 hours. The resuliant catalyst contained -1.9 parts by
weight of ruthenium metal per: 100 parts by weight of a
y-alumina. The catalyst belonging to classification of
Carriers B, C and so on (Fable 1) were also prepared by

8
calcined at 450* C. in air for 4 hours. The resultant
catalyst contained 2.1 parts by weight of ruthenium per

' 100: parts by weight of the above described silica gel.

10

The catalysts belonging to Classification of Carriers E, -
F and so on (Table 1) were also prepared by the method

similar to that described above. Each catalyst contained
1.6~2.2 parts by weight of ruthenium per 100 parts by
weight of a y-alumina.

COMPARATIVE CATALYST 3 (Ruthenium/Silica
gel)

A comparative catalyst 3 was prepared. by the same

method as that described in example 3, by using silica

::.gel “Davison RD type” as a catalyst carrier. The resul-

5

20

the method similar to that described above. Each cata- -

lyst contained: 1.5~ 2.2. parts by weight of rutheninm
per 100:parts by ‘weight of y-alumina.

COMPARATIVE CATALYST |
(Ruthenium/Alumina)
A comparative catalyst 1 was prepared by the same

: method as mentioned above, by using y-alumina “Neo-
.. bead C” as a catalyst carrier. The resultant catalyst

i,

contained 2.1 parts by weight of ruthenium per 100
parts by weight of said alumina.
CATALYST 2 (Iron-Potassium-Copper/Alumina)

3.6 g of iron nitrate (Fe(NO3)2:9H20), 0.1 g of Cop-
per nitrate (Cu(NO3)2-:3H20) and 0.05 g of potassium
nitrate (KNQ3) were dissolved in 5.0 ml of water. The

.. resuiting solution was added to 10 ml of a y-alumina

(Classification of Carrier A). After the mixture was
allowed to stand overnight at room temperature, it was

-=dried at 110* C. for 2 hours and was calcined at 450° C.

in air for 4 hours. The resultant catalyst 2 contained 4.8
parts by weight of iron, 0.2 part by weight of copper
and 0.2 part by weight of potassium.

CATALYST 3 (Ruthenium/Silica gel)

0.5 g of ruthenivm chloride (RuCl3-H;0) was dis-
solved in 5.5 ml of water. The resulting solution was
added to 10 ml of a silica gel (Classification D). After
the mixture was allowed to stand overnight at room
temperature, it was dried at 110° C. for 2 hours and was

25

30

tant catalyst contained 2.2 parts by weight of ruthenium
per 100 parts by weight of said sitica gel.
' EXAMPLE OF REACTION

Fisher-Tropsch experiments were carried out by
using :a flow: system having a vertical reactor 30 ml in
inner volume.

For the production of hydrocarbons, all catalysts
were pretreated by reducing in flowing hydrogen at
flow rate of 50~ 60 mi/min. at 300" C. for 2 hours under
atmospheric pressure. The experiments for the produc-
tion of hydrocarbons were done by passing a mixture of
hydrogen and carbon monoxide (H2/CO ratic of
0.5~3.0) over a catalyst at a pressure of about 8~ 15
Kg/cm?G and at each temperature of 235° C., 250° C.,
275° C. or 300° C. The products were analyzed by a
GCL measurement. .

The catalysts which were prepared by the above-

. described method were tested at 235° C. and at a pres-
. sure of 10 Kg/cm?G. and at a gas space velocity of 750

40
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hr—1 with a mixture of hydrogen and carbon monoxide
having a H/CO ratio of 1.0. The result is shown in
Table 2. Herein, as a comparative example, the distribu-
tion of formed hydrocarbons obtained by using compar-
ative catalyst 1 is shown in Exp. No. 8, and that ob-
tained by using comparative catalyst 3 is shown in Exp.
No. 16 of the Table. The detailed distribution of formed
hydrocarbons by using each catalyst of Exp. 9, 12 and
14, and by using comparative catalyst 1 is shown in
FIG. 2, which is the graph with the weight distribution
of products on the vertical axis and the carbon number
of formed hydrocarbons horizontally. For the catalyst
2, CO conversion was 31.5% and CO; selectivity was
26.0%. The weight distribution of formed hydrocar-
bons was similar to that of Experiment No. 1 except that
the amount of C~C4 hydrocarbons was 27 weight %
of the total products.

TABLE 2
Hj3/CO co CO; Formed Hydrocarbon

Exp. Classification Temp. Ratio Conversion Selectivity Wt %

No. of Carrier *C. v/v (%) (%) C| C~C4 Cs5~Cjp Cp~Cis Cjs~Ca
1 A 4y-Alumina 238 1 171 — 49 156 52.6 25.1 1.8
2 y-Alumina 235 1 3.8 28 54 148 508 27.6 14
3 y-Alumine 240 1 276 1.3 313 136 44.2 35.1 3.8
4 y-Alumina 242 1 4.8 42 32 128 41.6 174 30
5 C y-Alumina 238 ] 12.6 38 34 8.8 26.5 31! 0.2
6 y-Alumina 241 1 13.8 _ 9 920 28.7 28.8 J0.6
7 y-Alumina 240 1 16.7 - 38 9.2 322 271 .7
8 NEOBEAD C 235 1 134 4.3 60 164 43.2 224 12.0

{Alumina)

9 D Silica gel 235 t 9.3 - 7.7 235 62.3 58 0.7
10 silica gel 236 1 7.8 — 95 212 65.5 3.6 0.2
11 Silica gel 235 1 136 0 69 203 62.0 9.2 1.6
12 E Silica gel 240 1 i24 4.2 45 121 na2 40.9 3.3
13 Silica gel 242 1 238 - 28 134 326 40.8 104
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TABLE 2-continued
Hy/CO co COz Formed Hydrocarbon

Exp. Classification Temp. Ratio Conversion Selectivity Wt %

No. of Carrier b o8 vV (%) (%) C) C1~Cy Cs5~Cip C11~Cis Cis~Ca0
14 F Silica gel 235 I 19.3 23 4.7 133 3135 21, 232

15 Silica gel 241 1 21.6 - 435 133 332 28.6 204

16 Davison RD 235 ! 4.3 o] 87 263 41.8 16.9 6.3

The results summerized in Table 1, Table 2, FIG. 1
and FIG. 2 are as follows:

(1) As can be seen by comparison of experiments 1, 2
and 8 of Table 2, the product distribution which was
obtained in experiment 1 and 2, wherein the y-alumina
belonging to Classification A (Table 1) was used as a
catalyst carrier, shows high selectivity to Cs~Cjpoprod-
ucts and at the same time it also shows that the amount
of hydrocarbons having high boiling point in the range
Cis~ Caois very small, whereas the product distribution
in experiment 8 wherein the comparative catalyst 1 was
used does not show such a high selectivity. As can be
also seen by comparison of experiments 9, 10, 11 and 16
of Table 2, the selectivity of Cs~Cio products which
were obtained in experiment 9, 10 and 11 wherein the
silica gel belonging to Classification D (Table 1) was
used as a catalyst carrier, exceeded 65% of the total
products by weight and at the same time the amount of
C1~Cy5 and Cig~ Cyo products was extremely small,
whereas the selectivity of products in experiment 16
was not 50 high, wherein the comparative catalyst 3 was
used. These results can be also indicated in the curve A
of FIG. 2. Herein this curve shows that drastic decline
in chain growth probability occurred at Cy.

{2) As can be seen by comparison of experiments 3, 4
and 8, the selectivity of Cy1~C)s5 products which was
obtained in experiment 3 and 4, wherein the y-almina
belonging to classification B (Tabie 1) was used as a
catalyst carrier, is high and at the same time the amount
of the hydrocarbons having high boiling point in the
range Cj5~Czg is small, whereas the selectivity of the
products in experiment 8 is not so high. As can be also
seen by comparison of experiments 12, 13 and 14, the
selectivity of Cj; ~Cys products which was obtained in
experiment 12 and 13, wherein the silica gel belonging
to Classification E (Table 1) was used as a catalyst car-
rier, is high, i.e. more than 40% of the total products by
weight, compared that in experiment 16. This result can
be aiso indicated in the curve B of FIG. 2. Herein this
curve shows that drastic decline in chain growth proba-
bility occurs at Cis.

(3) As can be seen by comparison of experiments 5, 6,
7 and 8, the selectivity of Cjs~Cyo products which was
obtained in experiments 5, 6 and 7, wherein the -
alumina belonging to Classification C was used as a
catalyst carrier, is high, i.e. more than 30% of the total
products by weight, compared with that in experiment
8. As can be also seen by comparison of experiments 14,
15, and 16, the selectivity of Cj¢~Cz0 products which
was obtained in experiments 14 and i5 wherein the
silica gel belonging to Classification F was used as a
catalyst carrier, is high, compared with that in experi-
ment 16. This result can be also indicated in the Curve
C of FIG. 2. Herein this curve shows that the chain
growth probability increase in the range of high boiling
point.

EXAMPLE 2

0.5 g of ruthenium chloride (RuCl3.H20) was dis-
solved in 3 ml of water. The resulting solution was
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added to 10 mi of silica.alumina (surface area 470 m%/g,
pore volume 0.25 ml/g, average pore radius 10.66 A,
the pore diameter having the largest differential pore
volume, 14.0 A). After the mixture was allowed to stand
overnight at room temperature, it was dried at 110° C.
for 3 hours and was calcined at 450° C. in air for 4
hours. The resultant catalyst contained 1.4 parts by
weight of ruthenium per 100 parts by weight of above-
described silica alumina. The Fisher-Tropsch experi-
ment was carried out by using a flow system having a
reactor 30 ml in inner volume. For the production of
hydrocarbons, the catalyst was pretreated by reducing
in flowing hydrogen at flow rate of 50~ 60 ml/min. at
300" C. for 2 hours under atmospheric pressure. The
experiment was done by passing a mixture of hydrogen
and carbon monoxide (H2/CO ratio 0.5~3.0) at a pres-
sure of about 8~ 15 kg/cm?G and at each temperature
of 235" C, 275" C. and 300" C. The products were
analyzed by a GCL measurement. CO conversion and
CO; selectivity were 18.3% and 4.3% respectively at
235 C., 27.4% and 8.8% respectively at 275 C. and
46.2% and 9.6% respectively at 300° C. The product
distribution which was obtained at 235* C. in the above
experiment is shown in FIG. 4, compared with that
obtained by using commercially available silica.alumina
as a catalyst carrier {comparative example). In the Fig-
ure, A indicates the product distribution obtained in the
invention and B indicates that obtained in comparative
example. As can be seen in FIG. 4, the product distribu-
tion curve which was obtained in the invention shows
high selectivity to hydrocarbons having less than 10 of
carbon number, preferably to Cs~Cjp hydrocarbons,
and at the same time it shows the amount of hydrocar-
bons having more than 10 of carbon number is very

EXAMPLE 3

The catalyst was prepared by the same method used
in Example 2 except that silica.alumina (surface area 417
mZ/g, pore voiume 0.29 ml/g, average pore radius 13.7
A, the pore diameter having the largest differential pore
volume 3.4 A) was used as a catalyst carrier. The ob-
tained catalyst contained 2.1 parts by weight of ruthe-
nium per 100 parts by weight of above-described silica
alumina. A Fisher-Tropsch experiment was carried out
under the same reaction conditions as used in Example
2. The composition by weight of formed hydrocarbons
obtained at 235° C. is 12.9% methane, 3.2% Cp, 10.7%
C3, 18.8% Cy, 16.4% Cs, 12.1% Cs, 9.1% C7, 5.4% Cs,
3.3% Cy, 2.5% Cio and 5.6% hydrocarbons having
more than 11 of carbon number. CO conversions were
21.3% at 235" C. and 30.6% at 275* C. The amount of
branched Cs, hydrocarbons is 52% by weight of total
C7 hydrocarbons.

COMPARATIVE EXAMPLE

The catalyst was prepared by the same method used
in Example 2 except the use of a commercially available
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silica.alumina (surface area 421 m?/g, pore volume 0.43
ml/g measured with a high pressure mercury porosity
meter, pore size distribution; 33% in the range of less
than 70 A, 33% in the range of 70~ 100 A and 30% in
the range of more than 200 A). The abtained catalyst
contained 1.8 parts by weight of ruthenium per 100
parts by weight of above-described silica alumina. A
Fisher-Tropsch experiment was carried out under the
same reaction conditions as used in Example 2. CO
conversions were 17.2% at 235° C. and 33.2% at 275° C.

FIG. 4 shows the product distribution curve with the
above catalyst.

EXAMPLE 4

The catalyst was prepared by the same method used
in Example 2 except the use of a silica alumina {surface
area 326 m2/g, pore volume 0.21 ml/g, average pore
radius 12,7 A, the pore diameter having the largest
differential pore volume 14.2 A). Thus obtained catalyst
was impregnated with 5 ml of water containing 0.4 g of
potassium nitrate and then dried. The catalyst prepared
with the above method contained 1.8 parts by weight of
ruthenium and 3.3 g by weight of potassium per 100
parts by weight of the above silica alumina. A Fisher-
Tropsch experiment was carried out under the same
reaction condition as nsed in Example 2. CO conver-
sions were 13.6% at 235" C., 33.4% at 275" C, The
formed hydrocarbons obtained at 235° C. included
5.3% of methane, 16.3% of C3~C4, 51.3% of Cs~Cjg,
25.5% of C11~Cis and 1.6% of Ci6~Cz0. As shown
from the above-cbtained result the selectivity to
Cs~Cyo hydrocarbons is high and the amount of
Ci6~Czp hydrocarbons having high boiling point is
small, whereas each selectivity of the products obtained
by using the catalyst supported on the y-alumina which
does not have ordinary acidity, is low.

What we claim is:

1. A method for producing hydrocarbons, which
comprises contacting synthesis gas having a molar ratio
of hydrogen to a combined amount of at least one of
carbon monoxide and carbon dioxide of from 0.5 to 3.0
with a heterogeneous catalyst at a temperature of from
200° to 350° C. and at a pressure of rom O to 100
Kg/cm?A and at a gas space velocity of from 500 to
5000 1/hour, said heterogeneous catalyst comprising 0.1
to 50 parts by weight of at least one VIII group metal
capable of reducing at least one of carbon monoxide and
carbon dioxide supported on 100 parts by weight of a
metal oxide carrier having a very narrow pore size
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distribution in the micropores region within the range
of between substantially 10 and 100 Angstroms.

2. The method for producing hydrocarbons accord-
ing to claim 1, wherein said carrier is mixed metal ox-
ides. i ’

3. A method for producing hydrocarbons, which
comprises contacting synthesis gas having # ratio of
hydrogen to a combined amount of at least one of car-
bon monoxide and carbon dioxide from 0.5 to 3.0 with
a heterogeneous catalyst at a temperature of from 200°
to 350" C. and at a pressure of from 0 to 100 Kg/cm2A
and a gas space velocity of from 500 to 5000 I/hour, said
heterogeneous catalyst comprising 0.1 to 50 parts by
weight of at least one VIII group metal capable or
reducing at least one of carbon monoxide and carbon
dioxide and 0.1'to 17 parts by weight of an alkali metal
supported on 100 parts by weight of a mixed metal
oxide carrier having a very narrow pore size distribu-
tion of the micropores region within the range of be-
tween 10 and 100 Angstroms.

4. The method for producing hydrocarbons accord-
ing to claim 1, 2 and 3, wherein the narrow pore size
distribution of carrier is located within the range of
between 1~ 30 Angstroms.

5. The method for producing hydrocarbons accord-
ing to claim 1, wherein the metal oxide carrier is se-
lected from the group consisting of alumina and silica
gel.

6. The method for producing hydrocarbons accord-
ing to claims 2 or 3, wherein the mixed metal oxide
carrier is selected from the group consisting of silica
alumina and silica magnesia.

7. A method for selectively producing hydrocarbons
useful in the manufacture of gasoline, kerosene and light
oil, which comprises contacting synthesis gas having a
molar ratio of hydrogen to a combined amount of at -
least one of carbon moenoxide and carbon dioxide of
from 0.5 to 3.0 with a heterogenecus catalyst at a tem-
perature of from 200° to 350° C. and at a pressure of
from O to 100 Kg/cm2A and at a gas space velocity of
from 500 to 5000 l/hour, said heterogeneous catalyst
comprising 0.1 to 50 parts by weight of at least one VIII
group metal capable of reducing at least one of carbon
moncexide and carbon dioxide supported on 100 parts by
weight of a metal oxide carrier having a very narrow
pore size distribution in the micropores region within
the range of between substantially 10 to 100 Angstroms.
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