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(54) METHOD FOR PURIFICATION OF A CO2 STREAM

(57) A process for removing hydrogen and methanol
from a CO2 stream which contains hydrogen and meth-
anol as contaminants, wherein hydrogen and methanol

are removed by contacting the CO2 stream with a catalyst
which oxidizes hydrogen to water and methanol to carbon
dioxide, obtaining a purified CO2 stream.
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Description

Field of the invention

[0001] The invention relates to a method for purification
of a carbon dioxide stream from hydrogen and methanol.
The invention can be applied advantageously to the pu-
rification of a CO2 feed for the synthesis of urea.

Prior Art

[0002] Urea is synthesized by reacting ammonia and
carbon dioxide in a urea plant. A discussion of the various
processes and related plants for the urea production can
be found in literature, e.g. Ullmann’s Encyclopedia of In-
dustrial Chemistry, Wiley-VCH Verlag.
[0003] The synthesis of urea is a complex process
which is sensitive to contaminants and requires feeds of
ammonia and carbon dioxide of a high purity. In this re-
spect, the integrated ammonia-urea plants suffer the
drawback of a contamination of the carbon dioxide feed
with hydrogen and methanol.
[0004] In an integrated ammonia-urea facility, both am-
monia and carbon dioxide for the urea synthesis come
from a tied-in ammonia plant. Ammonia is produced by
reacting a make-up gas obtained by reforming a hydro-
carbon and carbon dioxide is obtained from purification
of the raw make-up gas. A common method for removal
of CO2 is washing with methanol or aqueous methanol
solutions, which leaves some methanol (e.g. about 1000
ppm) in the so obtained CO2 stream. The raw make-up
gas contains hydrogen and, hence, the CO2 stream pro-
duced by the purification of said gas typically contains
also some hydrogen. Both methanol and hydrogen are
highly detrimental to the synthesis of urea. Methanol
tends to accumulate in the urea plant leading to formation
of polymeric compounds, which negatively affect the syn-
thesis of urea and worsen the performances of the plant.
In particular, one of the detrimental effects of said com-
pounds is fouling of equipment of the water treatment
section, such as heat exchangers and hydrolyzer. Hy-
drogen is dangerous as it may form an explosive mixture
with oxygen, which is present as passivating means.
[0005] Therefore, methods for removing hydrogen and
methanol from the CO2 feed have been proposed in the
art. According to the prior art, hydrogen is removed by
oxidation with air or oxygen in a catalytic reactor while
methanol, in virtue of its polarity, is removed by water
washing in another apparatus.
[0006] The above process has some disadvantages.
First of all, it involves two steps which are carried out in
two separate units, thus requiring big and complex equip-
ment. Further, removal of methanol by washing requires
large flowrates of water and process condensate.

Summary of the invention

[0007] The invention aims to solve the above short-

comings of the prior art. In greater detail, the invention
aims to provide a method for removing hydrogen and
methanol from a CO2 stream, which allows, over the prior
art, constructional simplicity with advantages in terms of
cost and reduced consumption of water.
[0008] This aim is reached with a method for removing
hydrogen and methanol from a CO2 stream containing
hydrogen and methanol as contaminants, which is char-
acterized in that hydrogen and methanol are removed by
contacting the CO2 stream with a catalyst which oxidizes
hydrogen to water and methanol to carbon dioxide, thus
obtaining a purified CO2 stream.
[0009] The term of CO2 stream denotes a stream
which predominantly contains carbon dioxide.
[0010] According to the process of the invention, the
same catalyst for oxidizing hydrogen to water is used for
oxidizing methanol to carbon dioxide. Then, hydrogen
and methanol can be removed from the CO2 stream in
a single catalytic reactor.
[0011] Preferably, a platinum-based catalyst or palla-
dium-based catalyst is used.
[0012] Preferably, the purified CO2 stream contains 10
ppm or less of hydrogen. Preferably, the purified CO2
stream contains a residual 200 ppm or less of methanol,
more preferably less than 100 ppm. Lower concentra-
tions can be reached by suitably dimensioning the
amount of catalyst.
[0013] In a preferred embodiment of the invention, said
CO2 stream is mixed with a suitable amount of oxidant
to support the above oxidation. In some embodiments,
said oxidant also provides a required amount of oxygen
to act as passivating agent. For example, an embodiment
of the invention provides that at least part of the purified
CO2 stream feeds a urea synthesis process where urea
is produced from ammonia and CO2 and, in that case, it
is preferred to introduce some oxygen to passivate the
urea reactor and protect against corrosion.
[0014] According to preferred embodiments, said cat-
alytic oxidation of hydrogen to water and of methanol to
carbon dioxide is carried out at a high pressure of at least
20 bar; however said catalytic oxidation can also be car-
ried out at lower pressures, for example 10-20 bar. A high
pressure is generally preferred to reduce volumetric rate
and size of the equipment.
[0015] In preferred embodiments, water and carbon di-
oxide obtained by the above catalytic oxidation are
cooled in a downstream cooler with formation of a two
phase stream, which is introduced into a phase separator
for separation of water and carbon dioxide.
[0016] Hereinafter, said catalytic reactor, cooler and
separator are globally referred to as hydrogen and meth-
anol removal section.
[0017] In some embodiments the CO2 stream is ex-
tracted from the front-end of the ammonia section of an
ammonia-urea integrated plant. An ammonia-urea inte-
grated plant basically includes an ammonia section and
a urea section. The ammonia section comprises a front-
end which converts a hydrocarbon source (such as nat-
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ural gas) into a make-up gas, by catalytic reforming, and
a synthesis loop where the make-up gas is converted to
ammonia. At least part of said ammonia reacts in the
urea section to produce urea. Urea is synthesized at a
high pressure, typically around 150 bar.
[0018] The front end usually comprises a reforming
section followed by a purification section performing at
least shift conversion and CO2 removal. The front-end
operates at a pressure usually around 30 bar. A CO2
stream is originated by the above mentioned removal of
CO2 from the shifted gas. Said CO2 stream can be pu-
rified according to the invention for a subsequent use as
reactant for the synthesis of urea. To this purpose the
CO2 stream, which is delivered at a low pressure, need
be raised to the urea synthesis pressure. Due to the con-
siderable compression ratio, this task requires typically
a multi-stage compression.
[0019] According to a preferred embodiment of the
present invention, said CO2 stream is compressed to a
first pressure which is intermediate between the pressure
of the CO2 stream and the pressure of the synthesis of
urea. The catalytic removal of hydrogen and methanol is
carried out at said first pressure. For example said first
pressure is about 10 to 20 bar. Then, at least part of the
so obtained purified CO2 stream is raised to the pressure
of urea synthesis and used to produce urea.
[0020] The first compression can be carried out in one
or more first stage(s) of the multi-stage compression and
the second compression is carried out in one or more
remaining stages of said multi-stage compression. Ac-
cordingly, the inventive catalytic removal of hydrogen and
methanol is highly integrated with the required compres-
sion of CO2 for synthesis of urea.
[0021] In other words, the catalytic oxidation of hydro-
gen to water and methanol to carbon dioxide is performed
advantageously at the pressure of an intermediate stage
of the multi-stage compression of CO2.
[0022] A reactor for the removal of hydrogen and meth-
anol from a CO2 stream, characterized by containing a
catalyst suitable to oxidize hydrogen to water and meth-
anol to carbon dioxide, is also an object of the invention.
An ammonia plant and particularly an ammonia-urea in-
tegrated plant including said reactor are also object of
the present invention.
[0023] Some of the advantages of the process of the
invention over the traditional methods have been dis-
cussed above. A major advantage is that carbon dioxide
is purified from hydrogen and methanol with a single proc-
ess step in a single reactor. The elimination of a washing
column for the removal of methanol results in a significant
saving of the water flowrates and process condensate
Another advantage is that oxidation of methanol to car-
bon dioxide results in a greater amount of carbon dioxide
for a further use, particularly for the synthesis of urea.
[0024] The advantages will emerge even more clearly
with the aid of the detailed description below, relating to
a preferred embodiment.

Brief description of Figures

[0025]

Fig. 1 shows a block scheme of an ammonia-urea
integrated plant which can include an embodiment
of the invention.

Fig. 2 shows in greater detail the plant of Fig. 1 and
the related gas purification section according to an
embodiment of the invention.

Description of a preferred embodiment

[0026] Fig. 1 illustrates a block scheme of an ammonia-
urea integrated plant 100 comprising an ammonia sec-
tion 101 and a urea section 102.
[0027] The ammonia section 101 comprises a front-
end section 103 and a synthesis loop 106. The front-end
section 103 essentially comprises a reforming section
104 for the conversion of a hydrocarbon feedstock 1 into
a raw synthesis gas 2 and a purification section 105 for
the purification of said raw gas into a make-up gas 3 and
separation of a carbon dioxide stream 4. The synthesis
loop 106 essentially comprises a reactor, a separator and
a purge recovery unit (not shown) and provides an am-
monia product 5.
[0028] Said carbon dioxide stream 4 and ammonia 5
are fed to the urea section 102 at a suitable pressure,
where they react to provide urea 6. In particular, carbon
dioxide 4 is suitably compressed in a gas compressor
111 (shown in Fig. 2) to reach the synthesis pressure,
for example around 150 bar.
[0029] The urea section 102 can implement any of the
known processes for the synthesis of urea, including e.
g. the CO2 stripping process, the self-stripping process
or another.
[0030] According to Fig. 2, the purification section 105
of the front-end section includes a CO-shift converter
107, a CO2-removal unit 108, a catalytic converter 109
and a methanator 110. The unit 108 removes carbon
dioxide from shifted gas 10 by a methanol washing, pro-
ducing a CO2-depleted gas 11 and a CO2 stream 12
also containing some methanol and residual hydrogen.
[0031] The CO2-depleted gas 11 is fed to the meth-
anator 110 wherein residual carbon monoxide and hy-
drogen are converted into methane producing the make-
up gas 3.
[0032] The CO2 stream 12 is mixed with air 13 and
sent to the converter 109 via the first two stages 111 a
and 111 b of the gas compressor 111, an inter-stage
cooler 115 and a separator 116. The resulting CO2
stream 12’ enters the converter 109 under pressure.
[0033] The so pressurized CO2 stream 12’ reacts over
a platinum or palladium-based catalyst contained in the
converter 109, to provide a purified CO2 stream 14 con-
taining water and carbon dioxide (i.e. oxidation products).
Said purified stream 14 is withdrawn from the top of said
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catalytic reactor 109 and passed through a cooler 113,
wherein at least some of the water is condensed. The
resulting two phase stream 15 is passed through a phase
separator 114, to obtain a gaseous stream of dry purified
carbon dioxide 4 and a condensate 16. Said dry and pu-
rified carbon dioxide 4 is then delivered to the urea sec-
tion 102 by the remaining stages 111c and 111d of the
compressor 111, including a further intercooler 117 and
separator 118.
[0034] Hence it can be appreciated that the converter
109 is integrated with the multi-stage compressor 111,
running at the intermediate pressure of delivery of the
stage 111 b.
[0035] The CO2 stream 12 obtained from the washing
unit 108 is purified from methanol and hydrogen, leading
to a clean CO2 current 4 suitable to feed the urea syn-
thesis.

Claims

1. A process for removing hydrogen and methanol from
a CO2 stream which contains hydrogen and meth-
anol as contaminants,
characterized in that hydrogen and methanol are
removed by contacting said CO2 stream (12) with a
catalyst which oxidizes hydrogen to water and meth-
anol to carbon dioxide, obtaining a purified CO2
stream.

2. A process according to claim 1, wherein said step of
contacting the CO2 stream with said catalyst is per-
formed in a single catalytic reactor (109).

3. A process according to claim 1 or 2, wherein said
catalyst is a platinum-based or palladium-based cat-
alyst.

4. A process according to any one of the previous
claims, wherein the purified CO2 stream, after re-
moval of hydrogen and methanol, contains no more
than 10 ppm of hydrogen.

5. A process according to any one of the previous
claims, wherein the purified CO2 stream, after re-
moval of hydrogen and methanol, contains no more
than 200 ppm of methanol.

6. A process according to any one of the previous
claims, wherein said CO2 stream (12) is mixed with
a suitable amount of oxidant (13) to provide at least
an amount of oxygen required for oxidation of hydro-
gen to water and methanol to carbon dioxide.

7. A process according to any one of the previous
claims, wherein oxidation of hydrogen to water and
methanol to carbon dioxide is carried out at a pres-
sure of at least 20 bar or greater.

8. A process according to any one of the previous
claims, wherein at least part of said purified CO2
stream, after removing of methanol and hydrogen,
is used to feed a urea synthesis process.

9. A process according to claim 8, wherein said CO2
stream (12) is mixed with an amount of oxidant (13)
which provides oxygen for oxidation of hydrogen and
methanol and also a suitable amount of oxygen for
use as passivating agent in the urea synthesis proc-
ess.

10. A process according to claim 8 or 9, wherein said
CO2 stream is extracted from the ammonia section
of an ammonia-urea integrated plant, wherein urea
is produced at a urea synthesis pressure; said CO2
stream is extracted at a pressure lower than said
urea synthesis pressure; the CO2 stream is com-
pressed to a first pressure intermediate between said
pressure of extraction and said urea synthesis pres-
sure; the removal of hydrogen and methanol is car-
ried out at said first pressure; at least part of the so
obtained purified CO2 stream is further compressed
to said pressure of urea synthesis and is used to
produce urea.

11. A process according to claim 10, wherein the first
compression is carried out in one or more first
stage(s) (111 a, 111b) of a multi-stage compressor
(111) and the second compression is carried out in
one or more remaining stages (111 c, 111 d) of said
compressor.

12. A process according to any one of the previous
claims, wherein water obtained by oxidation of hy-
drogen is separated from the carbon dioxide by con-
densation in a suitable separator (114).

13. A reactor (109) for the removal of hydrogen and
methanol from a CO2 stream (12) which contains
hydrogen and methanol as contaminants, charac-
terized in that said reactor contains a catalyst suit-
able to oxidize hydrogen to water and methanol to
carbon dioxide.

14. A reactor according to claim 13, wherein said catalyst
is a platinum-based or palladium-based catalyst.

15. An ammonia-urea integrated plant (100) comprising
an ammonia section (101) providing ammonia and
carbon dioxide and a urea section (102) wherein am-
monia and carbon dioxide react to produce urea, said
ammonia section comprising
a reforming section (104) wherein a hydrocarbon
source is reformed into a raw product gas comprising
carbon dioxide,
a purification section (105) of said raw product gas
into a make-up gas, where at least a portion of carbon
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dioxide is removed from the raw product gas into a
CO2 stream also containing hydrogen and methanol
as contaminants,
a synthesis loop (106) wherein said make-up gas is
converted into ammonia,
said plant (100) being characterized in that said
purification section comprises a catalytic reactor
(109) for oxidation of hydrogen to water and metha-
nol to carbon dioxide.
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