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() Process for producing methanol from synthesis gas, in the liguid phase.

@ A process for producing methanol from synthe-
sis gas in the liquid phase is disclosed, which com-
prises reacting CO with Hz in the presence of a
catalytic system constituted by one or more copper
compound(s) and one or more alkali metal and/or
alkali-earth metal alkoxide(s), in the presence of one
or more solvent(s), the basic features of which are in
that to the reaction methanol and one or more alkyl
formate(s) are added, with the process being carried
out with a concentration of the catalytic system in
 the solution constituted by the solvents and the
same catalytic system, which is comprised within the
F
pNrange of from 0.001 to 1 molar for the compound(s)
© of copper, and is comprised within the range of from
0,01 to 5 molar for the alkali metal and/or alkali-earth
metal alkoxide(s), and at a temperature higher than
€ 40° C, and lower than 200" C.

=
Q.
LU

200

mmoll

FI1G.1

3004

1004

[

05 2 4 7

Xerox Copy Centre



1 EP 0 375 071 A2 2

PROCESS FOR PRODUCING METHANOL FROM SYNTHESIS GAS, IN THE LIQUID PHASE

The present invention relates to a process for
the production of methanol from synthesis gas, in
the liquid phase.

Methanol, also said "methyl alcohol”, whose
production at an industrial level was begun several
tens of years ago, was always regarded as a valu-
able intermediate for chemical industry, and was
always exploited by being used in such a way.

Its feature, of burning without generating such
polluting substances as NO,, SO, and dusts, when
used in steam generators or in gas-powered tur-
bines, and the peculiarity shown by it, of consider-
ably reducing the emissions of CO, when is used in
blends with gasoline, render methyl alcohol an
"environment-friendly" power source.

lts use as a power source has furthermore a
strategic component, in that it makes it possible
marginal reserves of natural gas to be exploited,
which otherways would remain useless.

The most diffused technologies at an industrial
level for methanol production are very similar to
one another, and are based all on two basic steps:
a first step, in which raw materials are transformed
into synthesis gas, and a second step in which
CO/M2/CO2 are converted into methyl alcohol by
heterogeneous catalysis, in the gas phase.

The industrial operating conditions for the last-
generation copper catalysts are: pressure of from 5
to 10 MPa, temperature of from 230 to 270° C,
make-up gas composition: Hz-C02/CO+CO, = 5-
8 (by volume). The relatively low conversion per
pass, and therefore the need of keeping a low
content of inert gases in the synthesis gas con-
stitute the main limitiations the present technology
is subject to.

Catalytic systems have been developed re-
cently, which operate under very mild conditions of
temperature and pressure (respectively of 90-
120°C and 1-5 MPa): in this case, very high CO
conversions per pass can be obtained, which can
even exceed 90%, thus making it possible the
main limitations to the present technology to be
overcome to a considerable extent.

In many of these systems, nickel is used as
the catalytic metal: some of them operate as slur-
ries (see US patents Nos. 4,614,749; 4,619,946;
and 4,623,634), other systems operate, on the con-
trary, under homogeneous catalysis conditions.

Unfortunately, all of these systems suffer from
the drawback that under reaction conditions they
develop nickel carbonyl, a very toxic compound.

Another system was developed by Mitsui
Petrochem. Ind. Lid., and does not use nickel-
based catalysts, but copper-based catalysts (see
Japanese patent " applications 110,631/81 and
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The catalytic system of JP-128,642/82 is char-
acterized by the presence of copper compounds,
preferably copper alkoxides, copper aryloxides,
copper halides, copper carboxylates and copper
hydrides, together with alkali-metal alkoxides, pref-
erably sodium methoxide.

Although it displays interesting characteristics,
such as the capability of producing methanol under
very mild reaction conditions, this catalyst suffers
anyway from the drawback that it shows poor pro-
ductivity rates, which constitutes a limitation from
the application standpoint.

The present Applicant has surprisingly found
now that the above said catalytic system for pro-
ducing methanol can operate with decidedly higher
activities when specific amounts of methanol and/or
of alkyl formate (preferably methyl formate) are
added. '

In this case, the addition of methanol and/or of
alkyl formate favours the obtainment of consider-
ably higher productivity rates, although the process
is still carried out under very mild reaction con-
ditions.

The amount of added methanol and/or alkyl
formate is strictly correlated to the reaction param-
eters: copper compound concentration, alkoxide
concentration, as well as operating pressure and
temperature. When the reaction conditions and the
composition of the catalyst are varied, the optimum
amount of methanol and/or of alky! formate varies,
which has to be added.

But, when amounts of methanol and/or of alkyl
formate are added, which are outside the range
according to the present Applicant's correlations,
as stated in the following, results are obtained,
which may even be negative.

A further, and very important, consequence of
the instant, surprising, invention is that, when one
turns from a batchwise process to a continuous
process, that portion of methanol and/or of alkyl
formate, useful for the system to operate at its
best, must be recycled.

The precursor of the catalytic system which,
together with the added methano! and/or alkyl for-
mate, originates the actual catalytic system for the
process for methanol production according to the
present invention, is not different from analogous
systems as known from the prior art (JP-
128,642/82), and is constituted by the combined
presence of one or more copper compound(s) of
any types, and of one or more alkali-metal and/or
alkali-earth-metal alkoxides.

The catalyst can be prepared by mixing the
copper compound with the alkoxide, preferably in
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an organic diluent liquid under reaction conditions.

As the copper compounds useful for the pur-
poses of the present invention, copper carbox-
ylates, such as copper acetate, copper halides,
such as copper chloride or copper bromide, copper
alkoxides, such as copper-(l) methoxide or copper-
(i) methoxide, copper hydride, can be mentioned
for merely exemplified purposes.

The alkali-metal alkoxides and/or alkali-earth-
metal alkoxides have the formula (RO)M wherein
M is the alkali or alkali-earth metal, R is an alkyl
group of from 1 to 10 carbon atoms, and preferably
of from 1 to 5 carbon atoms, x is the valency of the
alkali or alkali-earth metal.

A preferred form of said catalytic system is
constituted by copper-(I) chloride and sodium
methoxide (CH3zONa).

The process for producing methanoi from syn-
thesis gas, in the liquid phase, according to the
present invention, which comprises reacting CO
with Hz in the presence of the hereinabove dis-
closed catalytic system and in the presence of one
or more solvent(s), is characterized in that {o the
reaction methanol and/or one or more alkyl
formate(s) of formula HCOOR;
wherein Ry is an alkyl group containing from 1 to
20 carbon atoms, and preferably from 1 to 10
carbon atoms, and still more preferably 1 carbon
atom, are added in such amounts that, in case
methanol is added, molar ratios of methanol to
copper are obtained, which are comprised within
the range of from 1 to 500, and are preferably
comprised within the range of from 3 to 30, and
molar ratios of alkoxides to methanol are obtained,
which are comprised within the range of from 0.05
to 500, and are preferably comprised within the
range of from 0.1 to 10, and, in case alkyl formates
are added, molar ratios of HCOOR; to copper are
obtained, which are comprised within the range of
from 1 to 1000, and are preferably comprised with-
in the range of from 4 to 400, and molar ratios of
alkoxides to HCOOR; are obtained, which are prei-
erably comprised within the range of from 0.05 to
500, and are preferably comprised within the range
of from 0.1 to 10, with the process being carried
out with a concentration of the catalytic system in
the solution constituted by the solvents and by the
same catalytic system, which is comprised within
the range of from 0.001 to 1 molar, and is prefer-
ably comprised within the range of from 0.01 to
0.09, for the compound(s) of copper, and is com-
prised within the range of from 0,01 to 5 molar, and
preferably of from 0.1 to 0.8 molar, for the alkali
metal and/or alkali-earth metal alkoxide(s), and at a
reaction temperature higher than 40°C, and lower
than 200" C, and more preferably comprised within
the range of from 60° C to 150" C.

The partial pressure of the reactants is prefer-
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ably higher than 1 MPa, and still more preferably,
is comprised within the range of from 3 to 5 MPa.

The molar ratio of H2/CO of the reactant gases
is preferably comprised within the range of from
0.5 to 5 and, still more preferably is comprised
within the range of from 3 to 5 MPa.

The catalytic system as hereinabove disclosed
can operate in a solvent of a simple ether type
(such as, e.g. methyl-tert.-butyl-ether,
tetrahydrofuran, n-butyl-ether), of a complex ether
type (glycol ethers, such as diglyme or
tetraglyme), esters of carboxy acids (such as, e.g.,
methyl isobutyrate, or y-butyrolactone).

Other useful solvents can be sulfones (such as,
e.g., sulfolane), sulfoxides (such as, e.g., dimethyl- *
sulfoxide), or amines (such as, e.g., pyridine,
piperidine, picoline).

The system can operate as well in the pres-
ence of high contents (such as, e.g., of percent-
ages of from 30 to 60% by volume) of such inerts
as Nz and CH. in the reaction gas, without the
reaction speed being altered, provided that the
partial pressure of the reactants is kept at values
higher than 1 MPa.

This feature is a very important one, in that it
makes it possible a different, and cheaper, technol-
ogy to be used for prearing the synthesis gas, such
as the partial oxidation with atmospheric air.

By operating under those conditions as
hereinabove set forth as the preferred conditions,
highest conversions of CO per pass of the order of
90%, reaction speeds of about 0.03 s™' (mols of
CH30H developed per each mol of copper per
second) and very high selectivities to methanol (of
80-99%) were obtained, with only dimethylether
and methyl formate being obtained as byproducts
in noticeable amounts.

Examples are supplied now for the purpose of
better illustrating the instant invention, it being any-
way understood that said invention is in no way
limited to said examples. ’

Example 1

The instant example illustrates the use of the
process according to the present invention at 90°C
and under a pressure of 5 MPa in a "batchwise”
reactor.

3 mmol of CuCl, 30 mmol of CH3ONa, 50
mmol of methanol and 90 mi of anhydrous
tetrahydrofuran are charged to an autoclave
equipped with magnetic-drive stirring means and of
300 ml of capacity. The process is carried out
under a blanketing nitrogen atmosphere.

The reactor is charged with 1 MPa of an (1:2
by mol) CO/Ha mixture, is heated up to 90° C and
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the total pressure inside it is then increased up to 5
MPa with the same gas mixture.

Owing to the reaction, the total pressure tends
o decrease during the test; when said total pres-
sure reaches the value of 4 MPa, fresh gas is fed
again, in order to increase the pressure back to 5
MPa.

This process is repeated a plurality of times.

By operating in this way, after a 4-hours reac-
tion time, 164 mmol of methanol (including the
millimoles of methanol initially charged to the reac-
tor), 43.4 mmol of methyl formate and 0.62 mmol
of dimethylether were obtained.

Example g

The instant example shows how a more aimed
addition of methanol may yield a still more active
catalytic system. The process is carried out under
the same experimental conditions as of Example 1,
but in this case the added amount of methanol
corresponds to 25 mmol.

By operating according to the same method-
ology as disclosed in Example 1, after a 4-hours
reaction time, 276 mmol of methanol (including the
millimoles of methanol initially charged to the reac-
tor), 45.4 mmol of methyl formate and 0.25 mmol
of dimethylether were obtained.

Example 3

The instant example shows how the addition of
a larger amount of methanol may vyield, on the
contrary, a much less active catalytic system. In
this case, the added amount of methanol corre-
sponds to 200 mmol.

By still operating under the same conditions,
and according to the same methodology, as dis-
closed in Example 1, after a 4-hours reaction time
219 mmol of methanol (including the millimoles of
methanol initially charged to the reactor), 42.7
mmol of methyl formate and 1.24 mmol of
dimethylether are obtained.

Example t_t (Comparative Example)

This example shows how in the present inven-
tion the addition of methanol leads to the obtain-
ment of a decidedly more active system that the
non-promoted system (see the Japanese patent
application JP-128,642/82).

The process is carried out in the same way as
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disclosed in Example 2, with the same catalyst
and, obviously, without adding any methanol.

The rate of joint production of methanol and
methy! formate according to the present invention
as a function of reaction time (line with crosses) is
compared in Figure 1 to the same parameter ac-
cording to the prior art (line with points).

According to the present invention, the amount
of 25 mmol of methanol was added, which was
subtracted from the actually produced amount of
methanol and methyl formate, in order to yield the
production values shown in Figure 1.

Example 5

This example shows how the catalytic system
is still very active, when methanol is added, even at
a temperature different from 90° C.

The reaction is carried out by operating under
the same experimental conditions as of Example 1,
but in this case the amount of added methanol
corresponds to 25 mmol and the reaction tempera-
ture is of 60° C.

By still operating according to the same tech-
nology as disclosed in Example 1, after a 4-hours
reaction time, 123 mmol of methanol (including the
millimoles of methanol initially charged to the reac-
tor) and 67.7 mmol of methyl formate are obtained.

Example g (Comparative Example)

This example shows how the difference of ac-
tivity between the present invention with added
methanol, and a non-promoted system exists also
at different reaction temperatures.

The process is carried out in the same way as
disclosed in.Example 5, with a reaction tempera-
ture of 60° C and, obviously, without adding any
methanol. )

The rate of the production of methanol and
methyl formate according to the present invention
as a function of reaction time (line with crosses) is
compared in Figure 2 to the same parameter ac-
cording to the prior art (line with points).

Example 7

The instant example illustrates the use of the

_process according to the present invention at 90°C

and under a pressure of 5 MPa in a "batchwise"
reactor, with methyl formate being added instead of
methanol.
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3 mmol of CuCl, 30 mmol of CH3ONa, 25
mmol of methyl formate and 90 ml of anhydrous
tetrahydrofuran are charged to an autoclave
equipped with magnetic-drive stirring means and of
300 ml of capacity; the reaction is carried out
under a blanketing nitrogen atmosphere.

The reactor is charged with 1 MPa of an (1:2
by mol) CO/H, mixture, is heated up to 90° C and
the total pressure inside it is then increased up to 5
MPa with the same gas mixture.

Owing to the reaction, the total pressure tends
to decrease during the test; when said total pres-
sure reaches the value of 4 MPa, fresh gas is fed
again, in order to increase the pressure back to 5
MPa.

This process is repeated a plurality of times.

By operating in this way, after a 4-hours reac-
tion time, 255 mmol of methanol, 43.4 mmoi of
methy! formate (including the millimoles of methyl
formate initially charged to the reactor) and 0.43
mmol of dimethylether were obtained.

The rate of the joint production of methanol
and methyl formate according to the present inven-
tion (line with asterisks) as a function of reaction
time is compared in Figure 3 to the same param-
eter according to the prior art (line with triangles)
(see Example 4).

According to the present invention, the amount
of 25 mmol of methyl formate was added, which
was subtracted from the actually produced amount
of methanol and methyl formate, in order to yield
the production values shown in Figure 3.

Example 8

This example shows how the catalytic system
is still very active, when methyl formate is added,
even at a temperature different from 90° C.

The reaction is carried out by operating under
the same experimental conditions as of Example 1,
but in this case the amount of added methyl for-
mate corresponds to 25 mmol and the reaction
temperature is of 60 °C.

By still operating according to the same tech-
nology as disclosed in Example 1, after a 4-hours
reaction time, 172 mmol of methanol and 99.7
mmol of methyl formate (including the millimoles of
methyl formate initially charged to the reactor) are
obtained.

The rate of production of methanol and methyl
formate according to the present invention (line
with asterisks) as a function of reaction time is
compared in Figure 4 to the same parameter ac-
cording to the prior art (line with friangles) (see
Example 6).
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Claims

1. Process for producing methanol from syn-
thesis gas, in the liquid phase comprising reacting
CO with Hz, with a molar ratio of CO/Hz comprised
within the range of from 0.5 to 5, in the presence of
a catalytic system constituted by one or more
copper compound(s) and one or more alkali metal
and/or alkali-earth metal alkoxide(s) of formula
(RONM,
wherein M is the alkali or alkali-earth metal, R is an
alkyl group containing from 1 to 10 carbon atoms
and preferably from 1 to 5 carbon atoms, x is equal
to the valency of the alkali metal or alkali-earth
metal, and in the presence of one or more solvent-"
(s), characterized in that to the reaction methanol
and one or more alkyl formate(s) of formuia
HCOOR;
wherein R; is an alkyl group containing from 1 to
20 carbon atoms, are added in such amounts that,
in case methanol is added, molar ratios of metha-
nol to copper are obtained, which are comprised
within the range of from 1 to 500, and molar ratios
of alkoxides to methanol are obtained, which are
comprised within the range of from 0.05 to 500,
and, in case alkyl formates are added, molar ratios
of HCOOR; to copper are obtained, which are com-
prised within the range of from 1 to 1000, and
molar ratios of alkoxides to HCOOR; are obtained,
which are preferably comprised within the range of
from 0.05 to 500, with the process being carried
out with a concentration of the catalytic system in
the solution constituted by the solvents and the
same catalytic system, which is comprised within
the range of from 0.001 to 1 molar for the
compound(s) of copper, and is comprised within
the range of from 0,01 to 5 molar for the alkali
metal and/or alkali-earth metal alkoxide(s), and at a
temperature higher than 40° C, and lower than
200°C.

2. Process according to claim 1, wherein the
concentration of the catalytic system in the solution
constituted by the solvents and the same catalytic
system is comprised within the range of from 0.01
to 0.09 for the copper compound, and is comprised
within the range of from 0.1 to 0.9 for the alkali-
metal and/or alkali-earth-metal alkoxides.

3. Process according to claim 1, wherein the
reaction temperature is comprised within the range
of from 60° C to 150" C.

4, Process according to claim 1, wherein the
reaction is carried out under a partial pressure of
the reactants higher than 1 MPa.

5. Process according to claim 4, wherein the
partial pressure of the reactants is comprised within
the range of from 3 to 5 MPa.

6. Process according to claim 1, wherein
methanol is added in such an amount that molar
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ratios of methanol to copper comprised within the
range of from 3 to 30, and molar ratios of alkoxides
to methanol comprised within the range of from 0.1
to 10, are obtained. -

7. Process according to claim 1, wherein the
alkyl formate is added in such an amount that
molar ratios of HCOOR; to copper comprised within
the range of from 4 to 400, and molar ratios of
alkoxides to HCOOR; comprised within the range of
from 0.1 to 10, are obtained.

8. Process according to claim 1, wherein the R;
group is an alkyl group containing from 1 to 10
carbon atoms.

9. Process according to claim 8, wherein the R;
group is an alkyl group containing 1 carbon atom.
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