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@ Muiti stage methanation.

@ Synthesis gas, eg gases produced by the gasification of
coal or oil, containing in excess of 30% by volume (dry basis)
of carbon monoxide and, can be methanated to produce a
gas useful as a substitute natural gas by catalytically
methanating a minor portion of a stream of the synthesis
gas, heating and saturating two further portions of the
synthesis gas, catalytically methanating a mixture of the first
portion of heated and saturated gas and the methanation
product from the minor stream, mixing the thus produced
methanation product with the second portion of heated and
saturated gas and methanating the mixture to produce a
methane rich gas. The temperature of the gases to be
methanated in each stage will range from 200° to 450°
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This invention relates to the production of methane
containing gases and, more particularly to the production
of fuel gases suitable for use as substitute natural gas
(SNG) from synthesis gases obtained by the gasification of

carbonaceous fuels such as oils and coal.

Considerable research has and is being carried out in
the field of coal gasification, an example of which is the
gasification of coal under ash slagging conditions. The
primary constituents of the synthesis gas from a fixed bed
slagging gasifier are carbon monoxide and hydrogen. In
order to increase the methane content of the gas to produce

SNG the hydrogen and carbon monoxide may be catalytically

methanated according to the reaction -

3H2 + CO CHH + H,0

In order to provide hydrogen and carbon monoxide
concentrations to give molar ratios of the order of 3 : 1

(H2:C0), the composition of the primary synthesis will

normally have to adjusted.

The necessary adjustment can be achieved by subjecting
the synthesis gas to the CO shift conversion wherein carbon
monoxide is reacted with large amounts of steam in the

presence of a catalyst, to produce hydrogen and carbon

dioxide.
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The earlier coal gasification processes often produced
a synthesis gas in whieh there was a large excess of
unreacted steam and thus it was convenient to effect the CO
shift conversion. However, many of the more modern
processes yield a synthesis product gas which contains
large amounts of carbon monoxide (typically in excess of
30 by volume on a dry basis) and small amounts of
indigenous steam. Thus in order to adjust the hydrogen to
carbon monoxide ratio prior to methanation large amounts of
reactant steam have to be imported into the process. The
energy required to raise this imported steam is expensive
and results in an economic burden on the process and a

consequent reduction in overall thermal efficiency.

In our UK Patent Specification No. 1544245 there is
described a process for upgrading high CO-containing
primary synthesis gases without recourse to an intermediate
shift conversion wherein inter alia, the synthesis gas is
simultaneously heated and saturated with water, the hot
saturated gas being thereafter divided into two streams. A
reactant stream comprising the first of the two streams is
subjected to a catalytic CO shift conversion~methanation
reactions to produce a methanation product which is blended
with the second of the two saturated streams and thereafter
the blended stream is subjected to catalytic methanation to
produce a second methanation product. A portion of the

second methanation product is recycled and blended with the
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first saturated gas to form the reactant stream.

We now propose a process for methanating high CO
containing synthesis gases which elirinates the need for
gas recycle, as required in our aforesaid UK Patent No.

1544245,

bcecording to the present invention there is provided a
process for producing methane rich gases by the catalytic
CO shift conversion-methanation of a synthesis gas
containing hydrogen and at least 30% by volume (dry basis)

of carbon monoxide which process includes the steps of:

(i) dividing the synthesis gas into a first minor strean

and a second major strean,

(ii) nmixing said first minor stream with steam to form =
preliminary reactant mixture, the temperature of which is
within the range of 200 to 450°C and subjecting said
preliminary reactant mixture to at least one catalytic CO

shift conversion-methanation to produce a preliminary

reaction product,

(iii) subjecting at least a portion of said second major
stream to simultaneous heating and saturation with water to

form a first saturated product,

(iv) mixing said preliminary reaction product with at least
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a portion of said first saturated product to produce a
first stage reactant stream, the temperature of which is

within the range of 200 to 450°c,

(v) subjecting said first stage reactant to a first stage
catalytic CO shift conversion-methanation to form a first

stage reaction product,

(vi) subjecting any remaining portion of said second stream
to simultaneous heating and saturation with water to form a

second saturated product,

(vii) mixing said first stage reaction product with at
least a portion of said second saturated produet to form a
second stage reactant stream, the temperature of which is

within the range of 200 to 450°cC.

(viii) subjecting said second stage reactant stream to a

second stage catalytic methanation to form a second stage

reaction product.

Although satisfatory CO shift conversion-methanation
may sometimes be achieved by utilising a single methanation
reactor in each of the methanation stages, beneficial
results may be obtained by utilising a plurality of
reactors, eg at least three, arranged in series in each

stage and by dividing the saturated product streams between

each stage. The advantage of such an arrangement is that
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the proportion of synthesis gas required for the first

(minor) stream in order to prevent excessively high outlet

temperatures from the first and second methanation stages,
which may cause catalyst Sintering, is reduced. This
results in the floﬁ-rate of the second (the major) strean
being increased with beneficial effect on process
efficiency owing to the increased use of saturztors for

process steam addition.

Furthermore it is preferred to subject the second
stage reaction product to at least one further CO shift
converion-methanation reaction without the further addition
of second saturated product in order to reduce the CO and
H2 content of the previous stage product further still. In
order to maximise the methane yield it may also be
preferred to remove carbon dioxide from the second stage

methanation product prior to the further methanation.

It may be desirable to carry out some CO shift
conversion prior to the preliminary methanation of the
minor synthesis gas stream in order to increase theH2 : CO
ratio to alleviate problems of carbon deposition. It
should be noted that this preliminary CO shift conversion

step is not essential to the operation of the process of

the invention.

In the operation of the process of the invention it is
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preferred to divide the synthesis gas stream such that
the first minor stream comprises from 5 to 30% by volume,

more preferably about 20% by volume, of the synthesis gas.

The temperature of the water used to saturate and heat
the second stream portions preferably ranges from 100°C to
300°cC. Obviously in order to maintain the water in the
liquid phase prior to contact with the second stream
portions, the pressure of the system has to be sufficiently
high and in any event the temperature must be below the
critical temperature. The water used for heating and
saturating may itself be heated by direct or indirect heat
exchange with hot gases throughout the entire process
train. However, it is preferred that at least some of the
heat requirement be obtained by heat exchange with the

product gas frqm the final methanation stage or stages of

the process stream.

The temperature of the reactant mixtures for each
methanation stage should be within the range of 200 to
450°c, Since the outlet temperature from the previous
methanation stage may be in excess of 500° some cooling of
the previous methanation product is necessary. This may be
achieved in part by direct heat exchange on admixiture with
the portion of saturated product or, by cooling the
methanation products prior to admixture with the saturated
product. This cooling may be achieved by indirect heat

exchange with, for example, water to be used for heating
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and saturating the second stream or steam raising boilers.

The amount of water required to saturate the second
stream will vary depending upon, amongst other things, the
indigeous steam content of the feed gas and the steam to
dry gas ratio required for effective methanation. However,
it is preferred that the steam to gas ratio (on a dry gas

basis) of the heated, saturated product should be from 0.1

- 1.0:1.

The process of the invention may be carried out at
substantially the same pressures as that employed for the
primary gasification reactions and thus can be carried out

at pressures ranging from 3 bar to 140 bar.

The use of gas compressors within the process stream
of train is usually necessary and we have found that in
view of the split stream configuration of the process train

it is not necessary to compress all of the synthesis gas

feed streams.

Effective pressurisation can be achieved by
compressing the minor synthgesis gas stream prior to either
the CO shift conversion stage, when used, or to the
preliminary methanation stage. Additionally it may be
desirable to compress the first portion of the second

stream prior to heating and saturation. The combined power
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requirement of these small compressors is considerably less
than a gas recycle compressor commonly used in other

processes.

The process of the present invention is particularly
efficient for the methanation of synthesis gases which
contain low amounts of indigeous steam and have carbon
monoxide contents in excess of 30% by volume (dry basis)
and the process may be used with even greater advantage for
synthesis gases containing in excess of 55¢% by volume (dry

basis) of carbon monoxide.

The process of the invention will be illustrated in
greater detail with reference to the following Example and

the accompanying drawing which is a flow-sheet showing one

embodiment of the invention.

A synthesis gas having the composition shown in Table
1, column A, enters the process train via l1ine 1. The gas
stream is divided into a major steam (2) and 2a minor stream
(3), the minor stream comprising 22% of the total feed.
The temperature and pressures of the inlet feed stream are
30°C and 28 bar respectively. The pressure of stream 3 is
increased to 39 bar by compressor Y4 and steam at a
temperature of 405°C from 1line 5 is admixed with the
compressed gas to produce a reactant mixture which is
passed into a catalytic CO shift conversion reactor 6. The

ratio of steam to feed gas in the shift reactor is about
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2:1. During the shift conversion the carbon monoxide
content is reduced to about 4% and the carbon dioxide and
hydrogen contents are increased to about 37% and 50%

fespectively.

The reaction produect from 6 is then passed into the

preliminary methanator 7, after temperature adjustment (not

shown).

The major synthesis gas stream 2 is subdivided into
two portioms 21 and 22. Stream 21 1is subjected to
compression in compressor 8 from 28 bar to 35 bar and
thereafter fed into the base of saturator 9 to produce a
heated saturated product whose tempertature is 138°C and

has a steam to dry gas ratio of 0.1:1.0.

Saturated hot gas is removed from the top of the

saturator via line 17.

_Product from the methanator unit 7 is cooled (not
shown) and admixed with a portion of the saturated product
from line 17 to form a first stage methanation reactant

mixture, the temperature of which is 300°C.

The first stage methanator consists of three reactors,
10, 11 and 12 arranged in series. A portion of the

saturated product in line 17 is admixed with each
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methanation reaction product from 10 and 11 prior to
reaction in the suceeding reactors. The temperature of the
reactant at the inlet of each reactor is 300°C. The first
stage methanation product from the final reactor 12 in the

series has composition shown in column B of Table 1.

Synthesis gas in line 22 is fed to saturator 19 and

the heated saturated gas is removed via line 18.

The first stage methanation reaction product from
reactor 12 is admixed with a portion of the second
saturated product from line 18 to form a second stage
methanation reactant mixture which is fed to the inlet of a
three reactor (13, 14 and 15), series arranged, second
stage methanator. The temperature at the inlet to each of
reactors 13 and 14 is 300°C and to each of the products
from those reactors is added a further portion of the
second saturated product from line 18. The composition of
the gas existing from the final reactor (15) of the second

stage methanation is shown in colunmn C of Table 1.

The reaction product from 15 is then fed, without
further additions, to the further methanation stage 16.
The gas exiting from the reactor 16 has a composition shown
in column D of Table 1 and after carbon dioxide removal
according to conventional technigues has a composition

sulitable for use as substitute natural gas.
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The water used in the heater-saturators 9 and 19 is
heated by direct heat exchange (not shown) with the product
ges from reactor 16, wherein the product gas is contacted

directly with liquid water in a dehumidifier.

Table 1

Gas Streanm y:{ B C D

Dry Gas

Composition

(Mol%)

co 53.23 2.03 0.16 0.03
co, T.96 51.53 55.50 55.98
H, 27.30 10.27 2.10 0.85
‘CHH 9.97 35.00 40.97 41.85
N, 0.95 1.17 1.27 1.29

In comparing the process of the present invention with

a process of similiar size, with, for example, the process

described in UK 1544245 we have found that both the
catalyst requirement and total catalytic reactor vessel

volume is about 15% less for the process of the present

invention.
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For ;rocess trains capable of producing 3.1 x 106
nm3/day of SNG the gas compression duties are very moderate
(6.5 x 106 nm3/day, 2700 KW) for processes of the present
invention compared with the duty of the recycle compressor
(26.5 x 1(5 nm3/day, 15700 KW) required for a comparable
train acczrding to UK 1544245, This is equivalent to an
energy szving of about 5% of the product gas thermal
output, representing an increase of about 3% on owerall

thermal efficiency for SNG production.
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1. A proces for producing methane-rich gases by the
catalytic CO shift conversion methanation of a synthesis
gas containing hydrogen and at least 30% by volume (dry
basis) of carbon monoxide, which process includes the steps

of:

(i) dividing the synthesis gas into a first minor stream

and a second major strean,

(ii) mixing said first stream with steam to form a
preliminary reactant, the temperature of which is within
the range of 200 to 450°C and subjecting said preliminary
reactant mixture to catalytiec CO shift conversion-

methanation to produce a preliminary reaction product,

(iii) subjecting at least a portion of said second major

stream to simultaneous heating and saturation with water to

form a first saturated product,

(iv) mixing said preliminary reaction product with at least
a portion of said first saturated product to produce a
first stage reactant stream, the temperature of which is

within the range of 200 to 450°cC.

(v) subjecting said first stage reactant to a first stage

catalytie CO shift conversion-methanation to form a first
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stage methanation reaction product,

(vi) subjecting any remaining portion of said second stream
to simultaneous heating and saturation with water to form 2

second saturated product,

(vii) mixing said first stage reaction product with at
least a portion of said second saturated product to form a
second stage reactant stream, the temperature of which is

within the range of 200 to 450°cC,

(viii) subjecting said second stage reactant stream to

second stage catalytic methanation to form a second stage

methanation reaction product,

2. A process as claimed in Claim 1 wherein said first:

!
{

\

}

stage methanation comprises a plurality of methanationi

stages, in series, the product from the preceding stage

being admixed with a portion of said first saturatedf

product to form a reactant mixture for the subsequent3

stage, and wherein the temperature of each of said reactant

mixtures is within the range of 200 to 450°C.

3. A process as claimed in Ciaim 1 wherein said second
stage methanation comprises a plurality of methanaiion
stages, in series, the product from the preceding stage
being admixed with a portion of said second saturated

product to form a reactant mixture for the subsegquent
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stage, and wherein the temperature of each of said reactant

mixtures is within the range of 200 to 450°cC.

Y, A process as claimed in Claim 1 wherein said second
stage reaction produgt is subjected to at least one further
catalytic methanation‘rea;tion, the temprature of said
second stage reaction product, immediately prior to said
furher methanation being not greater than 500°C, to form a

final reaction product.

5. A process as claimed inClaimllwhereincarbqndioxide
and, optionally, water vapour are removed from the second

stage product prior to said further catalytic methanation.

6. A process as claimed in any one of the preceding
claims wherein said first stream is subjected to CO shift

conversion prior to preliminary methanation.

T. A process as claimed in any one of the preceding
claims wherein said first stream comprises fron 5 to 30% by

volume of said synthesis gas.

8. L process as claimed in Claim 7 wherein said first

stream comprises about 20% by volume of synthesis gas,

9. A process as claimed in any one of the preceding

claims wherein the temperature of the water used to

r
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sinultaneously heat and saturate said second streanm

portions is from 100° to 300°cC.

10. B process as claimed in Claimr 9 wherein at least a

portion of the water is heated by direct or indirect heat

exchange with streams within the process train.

11. A process as claimed inClaim 10 wherein said water is
heated by direct or indirect heat exchange with methanation

reaction product.

12. A process as c¢claimed in Clazim 11 wherein the

methanétion reaction product is the final reaction product.

13. A process as claimed in any one of the preceding

claims wherein the first and second stage methaznation

rezaction products are cooled prior to admixture withi

saturated product.

14, A process as claimed in any one of the preceding:
claims wherein the steam/dry gas ratio of the saturated:

products are from 01.1 - 1.0:1.
15. A process as claimed in any one of the preceding
claims wherein the carbon monoxide content of said

synthesis gas is at least 55% by volume (dry basis).

16. A process as claimed in any one of the preceding
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claims wherein sald methanation reactions are carried out

at a pressure of from 3 bar to 140 bar.

17. A process as claimed in any one of the preceding
claims wherein said first stream is compressed prior to

effecting the CO shift conversion or preliminary

methanation.

18. A process as claimed in any one of the preceding
claims wherein said portion of said second stream forming

said first saturated product is compressed prior to said

simultaneous heating and saturation.

19. A process as claimed in any one of the preceding
claims wherein at least three methanétion reactors are

provided in each stage.
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