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HYBRID CROSSLINKED POLYMER
MEMBRANE AND PROCESS FOR
FABRICATING THE SAME

CROSS-REFERENCE TO RELATED
APPLICATION

[0001] This application claims priority to Korean Patent
Application No. 10-2021-0054830, filed on Apr. 28, 2021,
and all the benefits accruing therefrom under 35 U.S.C. §
119, the contents of which in its entirety are herein incor-
porated by reference.

BACKGROUND

1. Technical Field

[0002] The present invention relates to a hybrid cross-
linked polymer membrane and to a process for fabricating
the same. Specifically, the present invention relates to a
polymer membrane that comprises a glassy polymer and a
ladder-structured polysilsesquioxane and has a crosslinked
structure and to a process for preparing the same.

DESCRIPTION ABOUT NATIONAL SUPPORT
RESEARCH AND DEVELOPMENT

[0003] This work was supported by Cl1 Gas Refinery
Program through the National Research Foundation of
Korea (NRF) funded by the ministry of Science and ICT
(Project No. 2019M3D3A1A01069101) and Korea Institute
of Energy Technology Evaluation and Planning (KETEP)
grant funded by the Korea government (MOTIE)
(20214000000500), Training program of CCUS for the
green growth.

2. Description of the Related Art

[0004] In recent years, the demand for energy is rapidly
increasing in tandem with the economic development of
such developing countries as China, India, and the like. In
particular, natural gas plays a major role as an energy source.
However, since natural gas generally contains carbon diox-
ide to some extent, it is necessary to improve the quality of
natural gas by lowering it to a certain content (e.g., 2% by
mole). In addition, the concentration of impurities such as
carbon dioxide, nitrogen, and C2-C4 hydrocarbons must be
removed below a certain level for the transportation of
natural gas. According to the U.S. Pipeline Specifications,
the concentration of carbon dioxide and nitrogen is stipu-
lated to be lowered to 2% by mole and 4% by mole,
respectively.

[0005] In general, carbon dioxide is removed using cryo-
genic distillation in large-scale refining of natural gas, which
is expensive and uneconomical for small-scale refining of
natural gas. As a technology for removing carbon dioxide
from natural gas in a small scale, a pressure swing adsorp-
tion (PSA) process capable of selectively adsorbing/remov-
ing carbon dioxide alone or a separation membrane tech-
nology that selectively passes carbon dioxide alone is
attracting attention. In particular, if carbon dioxide is selec-
tively passed through and methane is collected as a retentate,
the recompression step is not required, whereby the process
costs can be reduced.

[0006] Meanwhile, in order to separate carbon dioxide and
methane, a process using a membrane is attracting attention.
The membrane process is advantageous due to small foot-

Nov. 24,2022

prints, relatively low energy consumption and costs. How-
ever, if a gas with high condensability such as CO, is present
in the feed gas at a high pressure, the polymer membrane
would be plasticized, thereby reducing its selectivity of
gases. Crosslinked membranes have been developed to
suppress the plasticization of polymer membranes. How-
ever, crosslinking of polyimide using an amine crosslinking
agent has a problem in that the free volume decreases, which
reduces the CO, permeability, and crosslinked membranes
using bromination/debromination have poor process effi-
ciency because polyimide has to undergo bromination and
debromination (see J. Membr. Sci. 2008, 312, 174-185 and
J. Membr. Sci. 2018, 545, 358-366).

SUMMARY

Technical Problem to be Solved

[0007] An object of the present invention is to provide a
hybrid crosslinked polymer membrane having an excellent
permeability of carbon dioxide (CO,) and enhanced plasti-
cization resistance, chemical resistance, and durability.
[0008] Another object of the present invention is to pro-
vide a process for preparing the hybrid crosslinked polymer
membrane.

[0009] Another object of the present invention is to pro-
vide a process for separating a mixed gas using the hybrid
crosslinked polymer membrane.

Solution to the Problem

[0010] According to an embodiment of the present inven-
tion to attain the object, there is provided a hybrid cross-
linked polymer membrane, which is prepared from a poly-
mer composition comprising 70 to 90% by weight of a
glassy polymer having a first functional group and 10 to 30%
by weight of a ladder-structured polysilsesquioxane having
a second functional group capable of reacting with the first
functional group and has a crosslinked structure formed by
a reaction of the first functional group and the second
functional group.

[0011] According to another embodiment of the present
invention, there is provided a process for preparing a hybrid
crosslinked polymer membrane, which comprises (1) dis-
solving a polymer composition comprising 70 to 90% by
weight of a glassy polymer having a first functional group
and 10 to 30% by weight of a ladder-structured polysilses-
quioxane having a second functional group capable of
reacting with the first functional group in an organic solvent;
(2) forming the polymer solution obtained in step (1) into a
membrane shape and removing the organic solvent there-
from to obtain a hybrid polymer precursor membrane; and
(3) thermally treating the hybrid polymer precursor mem-
brane obtained in step (2) to form a crosslinked structure.
[0012] According to another embodiment of the present
invention, there is provided a process for separating gases,
which comprises passing a mixed gas containing at least
carbon dioxide through the hybrid crosslinked polymer
membrane according to an embodiment of the present
invention to remove at least a portion of the carbon dioxide.

Advantageous Effects of the Invention

[0013] The hybrid crosslinked polymer membrane accord-
ing to the embodiment of the present invention can have an
excellent permeability of carbon dioxide by virtue of an
increase in the free volume.
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[0014] In addition, the hybrid crosslinked polymer mem-
brane according to the embodiment of the present invention
can have enhanced plasticization resistance, chemical resis-
tance, and durability by virtue of a crosslinked structure.

BRIEF DESCRIPTION OF THE DRAWINGS

[0015] FIGS. 1(a)-1(d) show thermogravimetric analysis
in FIG. 1(a) and Ols XPS spectra in FIG. 1(b) of a
crosslinked polyimide membrane and thermogravimetric
analysis in FIG. 1(c) and O1s XPS spectra in FIG. 1(d) of a
hybrid crosslinked polymer membrane.

[0016] FIGS. 2(a)-2(f) show XPS spectra of X-PI-3:2 in
FIG. 2(a), X-PI1-3:2-20% in FIG. 2(b), X-PI-2:1 in FIG. 2(c),
X-PI-2:1-20% in FIG. 2(d), X-PI-4:1 in FIG. 2(e), and
X-PI-4:1-20% in FIG. 2(f).

[0017] FIGS. 3(a)-3(d) show the gas permeability of a
polyimide precursor membrane in FIG. 3(a) and a cross-
linked polyimide membrane in FIG. 3(b) and the CO,
permeability and CO,/N, and CO,/CH, selectivities of a
hybrid polymer precursor membrane in FIG. 3(c) and a
hybrid crosslinked polymer membrane in FIG. 3(d).
[0018] FIGS. 4(a)-4(b) show the separation performance
of'a CO,/CH, mixed gas of the aged PI-4:1-20% membrane
in FIG. 4(a) and the CO, permeability under high-pressure
conditions in FIG. 4(b).

[0019] FIGS. 5(a)-5(d) show the separation performance
(1 bar, 35° C.) of CO,/N, and CO,/CH, of the crosslinked
membranes relative to the upper bound. FIGS. 5(a) and 5(b)
show the separation performance of CO,/N, and CO,/CH,
of'the PI-2:1 crosslinked membrane, and FIGS. 5(¢) and 5(d)
show the separation performance of CO,/N, and CO,/CH,
of the PI-4:1 and 6FDA-3:2-based crosslinked membrane.

DETAILED DESCRIPTION

[0020] Hereinafter, the present invention will be described
in more detail.

[0021] Hybrid Crosslinked Polymer Membrane

[0022] According to an embodiment of the present inven-

tion, there is provided a hybrid crosslinked polymer mem-
brane, which is prepared from a polymer composition com-
prising 70 to 90% by weight of a glassy polymer having a
first functional group and 10 to 30% by weight of a ladder-
structured polysilsesquioxane having a second functional
group capable of reacting with the first functional group and
has a crosslinked structure formed by a reaction of the first
functional group and the second functional group.

[0023] The hybrid crosslinked polymer membrane accord-
ing to an embodiment of the present invention is prepared
from a polymer composition comprising 70 to 90% by
weight of a glassy polymer having a first functional group
and 10 to 30% by weight of a ladder-structured polysilses-
quioxane having a second functional group capable of
reacting with the first functional group.

[0024] In a specific embodiment of the present invention,
the glassy polymer comprising a first functional group may
be a polyimide.

[0025] Specifically, the polyimide may be obtained by a
known polycondensation of an aromatic carboxylic dianhy-
dride and an aromatic diamine. Thus, the polyimide may be
a polyimide obtained by polycondensation of an aromatic
carboxylic dianhydride and an aromatic diamine.

[0026] In a specific embodiment of the present invention,
the aromatic carboxylic dianhydride that may be used in the
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synthesis of the polyimide may be at least one selected from
the group consisting of benzophenone-3,3',4,4'-tetracarbox-
ylic dianhydride (BTDA) having a structure of Formula 1(a)
below, 4'4-oxydiphthalic dianhydride (ODPA) having a
structure of Formula 1(b) below, 3,3'4,4"-biphenyltetracar-
boxylic dianhydride (BPDA) having a structure of Formula
1(c) below, and 4,4'-(hexafluoroisopropylidene)diphthalic
dianhydride (6FDA) having a structure of Formula 1(d)
below. But the aromatic carboxylic dianhydride is not par-
ticularly limited thereto. Preferably, the aromatic carboxylic
dianhydride may be benzophenone-3,3',4,4'-tetracarboxylic
dianhydride (BTDA).

Formula 1

0] 0
0 o]
®)
0 0
o)
0, 0
9] o]
©
o) 0
0, 0
9] o]

@

[0027] In a specific embodiment of the present invention,
the aromatic diamine that may be used in the synthesis of the
polyimide may be at least one selected from the group
consisting of 2,3,5,6-tetramethylene-1,4-phenylenediamine
(Durene) having a structure of Formula 2(a) below, 3,5-
diaminobenzoic acid (DABA) having a structure of Formula
2(b) below, 1,1-bis(4-aminophenyl)cyclohexane (BACH)
having a structure of Formula 2(c) below, and 2,4,6-trim-
ethyl-1,3-diaminobenzene (DAM) having a structure of For-
mula 2(d) below. But the aromatic diamine is not particu-
larly limited thereto. Preferably, the aromatic diamine may
be a mixture of 2,3,5,6-tetramethylene-1,4-phenylenedi-
amine (Durene) and 3,5-diaminobenzoic acid (DABA).
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H,N NH,
oi EOH

H,N NH,

H,N f NH,

[0028] In a preferred example, the polyimide according to
an embodiment of the present invention may be a polyimide
(BTDA-Durene:DABA(3:2)) having a structure of Formula
3 below.

Formula 2

(@)

(b

=

(d)

Formula 3

Nov. 24,2022

functional group capable of reacting with the first functional
group may have a structure represented by Formula 4 below.

Formula 4
Ry R, R3
0 | 0 | o] | OH
H ~si ~si ™~
/ / /
/ / /
0 0 0 OH
H T~ T~ T~
| = | " | ]
Ry Ry R3

[0033] In Formula 4, R;, R,, and R; are each indepen-
dently an organic functional group selected from the group
consisting of aromatic phenyl, heteroaromatic phenyl, ali-
phatic alkyl, cycloaliphatic alkyl, vinyl, aryl, methacrylate,
acrylate, and epoxy, at least one of which has a second
function group, and n, m, and 1 are each an integer selected
from 0 to 100.

[0034] The molar ratio of R;:R; (i.e., n:1) may be 0.1:99.9
t0 99.9:0.1, as expressed in terms of the copolymerization
ratio of the organic functional groups in the ladder-struc-
tured polysilsesquioxane, and m may be 0. In addition, the
molar ratio of R,:R; (i.e., m:1) may be 0.1:99.9 to 99.9:0.1,
and n may be 0.

[0035] Specifically, the molar ratio of R, :R; may be 10:90
to 90:10, 20:80 to 80:20, 30:70 to 70:30, 50:50 to 70:30, or
55:45 to 65:35. More specifically, the molar ratio of R;:R;
may be about 6:4. Here, m may be 0. In addition, the molar
ratio of R,:R; may be 10:90 to 90:10, 20:80 to 80:20, 30:70
to 70:30, 50:50 to 70:30, or 55:45 to 65:35. More specifi-
cally, the molar ratio of R,:R; may be about 6:4. Here, n may
be 0.

0 Q 0 0 Q 0
[e) [¢) 3n [e) [¢) 2n
HO 0

[0029] In Formula 3, n is an integer selected from 10* to
10*,
[0030] In the hybrid crosslinked polymer membrane

according to an embodiment of the present invention, the
glassy polymer has a first functional group. Here, the first
functional group is not particularly limited as long as it can
react with a second functional group to be described below.
[0031] In a specific embodiment of the present invention,
the first functional group may be at least one selected from
the group consisting of an amine group and a carboxyl
group. Preferably, the first functional group may be a car-
boxyl group.

[0032] In a specific embodiment of the present invention,
the ladder-structured polysilsesquioxane having a second

[0036] In addition, the molar ratio of R;:R,:R; (i.e., nm:1)
may preferably be about 3:3:4, 3:4:3, or 4:3:3, but it is not
limited thereto.

[0037] The polysilsesquioxane may have a number aver-
age molecular weight of 10? to 108 g/mole, more specifically
10° to 107 or 10* to 10° g/mole.

[0038] In a specific embodiment of the present invention,
the ladder-structured polysilsesquioxane may be selected
from the group consisting of ladder-structured poly(phenyl-
c0-3-(2-aminoethylamino)propyl)silsesquioxane,  ladder-
structured  poly(phenyl-co-methacryloxypropyl)silsesqui-
oxane, ladder-structured poly(phenyl-co-glycidoxypropyl)
silsesquioxane, ladder-structured poly(phenyl-co-
pyridylethyl)silsesquioxane, ladder-structured poly
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(cyclohexyl-co-pyridylethyl)silsesquioxane, ladder-
structured poly(cyclohexyl-co-phenyl-co-pyridylethyl)
silsesquioxane, and a mixture thereof. But the ladder-
structured polysilsesquioxane is not particularly limited
thereto.

[0039] Preferably, the ladder-structured polysilsesqui-
oxane may be at least one selected from the group consisting
of ladder-structured poly(phenyl-co-3-(2-aminoethylamino)
propyl)silsesquioxane (LPDA64) represented by the follow-
ing Formula 4a in which R, and R; have a molar ratio of 6:4
in Formula 4; ladder-structured poly(phenyl-co-methacry-
loxypropyDsilsesquioxane (LPMAG64) represented by the
following Formula 4b wherein R, and R; have a molar ratio
of 6:4 in Formula 4, ladder-structured poly(phenyl-co-gly-
cidoxypropyl)silsesquioxane (LPG64) represented by the
following Formula 4c wherein R, and R, have a molar ratio
of 6:4 in Formula 4, ladder-structured poly(phenyl-co-
pyridylethyl)silsesquioxane (LPPyr64) represented by the
following Formula 4d wherein R, and R; have a molar ratio
of 6:4 in Formula 4, ladder-structured poly(cyclohexyl-co-
pyridylethyD)silsesquioxane (LLCPyr64) represented by the
following Formula 4e wherein R, and R; have a molar ratio
of 6:4 in Formula 4, and ladder-structured poly(cyclohexyl-
co-phenyl-co-pyridylethyl)silsesquioxane (LCPPyr334)
represented by the following Formula 4f wherein R,, R,,

and R, have a molar ratio of 3:3:4 in Formula 4.

Formula 4a

NH,

OH

LN
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-continued

Formula 4b

Formula 4¢

e}

OH

OH
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-continued

Formula 4d

x

OH

Formula 4e

OH

Formula 4f

\
MNFA

OH

OH
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[0040] The ladder-structured polysilsesquioxane may be
obtained by a known hydrolysis-condensation reaction of a
silane monomer. Specifically, the ladder-structured polysils-
esquioxane may be obtained by a known hydrolysis-con-
densation reaction of at least one selected from the group
consisting of (a) an aliphatic monomer, (b) an aromatic
monomer, and (c) a crosslinkable monomer.

[0041]
the silane monomer may be at least one selected from the

group
trimethoxysilane,

In a specific embodiment of the present invention,
consisting of [3-(2-aminoethylamino)propyl]
(3-bromopropyl)trimethoxysilane, (ac-
etoxy)methyltrimethoxysilane,  (phenyl)trimethoxysilane,
((chloromethyl)phenylethyl)trimethoxysilane, 2-(2-pyridyl-
ethyl)trimethoxysilane, (3-glycidoxypropyl)trimethoxysi-
lane, (methacryloxypropyl)trimethoxysilane, and (butenyl)
trimethoxysilane. But the silane monomer that can be used
in the synthesis of the ladder-structured polysilsesquioxane

is not particularly limited thereto.

[0042]
be used in the synthesis of the ladder-structured polysilses-

Preferably, the aliphatic silane monomer that can

quioxane may comprise at least one of [3-(2-aminoethyl-
amino)propyl|trimethoxysilane, (3-bromopropyl)trimethox-
ysilane, and  (acetoxy)methyltrimethoxysilane as
represented by the following Formula 5(a); the aromatic
silane monomer may comprise at least one of (phenyl)
trimethoxysilane, ((chloromethyl)phenylethyl)trimethoxysi-
lane, and 2-(2-pyridylethyl)trimethoxysilane as represented
by the following Formula 5(b); and the crosslinkable silane
monomer may comprise at least one of (3-glycidoxypropyl)
trimethoxysilane, (methacryloxypropyl)trimethoxysilane,
and (butenyl)trimethoxysilane as represented by the follow-

ing Formula 5(c).

Formula 5

1 1
o” | SNo o” | Do

fp
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-continued
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[0043] In the hybrid crosslinked polymer membrane
according to an embodiment of the present invention, the
ladder-structured polysilsesquioxane has a second func-
tional group capable of reacting with the first functional
group. Here, the second functional group is not particularly
limited as long as it can react with the first functional group
described above.

[0044] In a specific embodiment of the present invention,
the second functional group may be at least one selected
from the group consisting of an amine group and an epoxy
group. Preferably, the second functional group may be an
amine group.

[0045] In a specific embodiment of the present invention,
the first functional group may be a carboxyl group and the
second functional group may be an amine group, or the first
functional group may be an amine group and the second
functional group may be an epoxy group.

[0046] The polymer composition for preparing the hybrid
crosslinked polymer membrane according to an embodiment
of the present invention comprises 70 to 90% by weight of
a glassy polymer having a first functional group and 10 to
30% by weight of a ladder-structured polysilsesquioxane
having a second functional group capable of reacting with
the first functional group. Preferably, the polymer compo-
sition for preparing the hybrid crosslinked polymer mem-
brane according to an embodiment of the present invention
comprises 75 to 85% by weight of a glassy polymer having
a first functional group and 15 to 25% by weight of a
ladder-structured polysilsesquioxane having a second func-
tional group capable of reacting with the first functional
group. More preferably, the polymer composition for pre-

Nov. 24,2022

paring the hybrid crosslinked polymer membrane according
to an embodiment of the present invention comprises 78 to
85% by weight of a glassy polymer having a first functional
group and 15 to 22% by weight of a ladder-structured
polysilsesquioxane having a second functional group
capable of reacting with the first functional group. If the
content ratio of the glassy polymer having a first functional
group and the ladder-structured polysilsesquioxane having a
second functional group capable of reacting with the first
functional group in the polymer composition for preparing
the hybrid crosslinked polymer membrane according to an
embodiment of the present invention satisfies the above
range, the hybrid crosslinked polymer membrane according
to an embodiment of the present invention prepared there-
from has an excellent permeability of carbon dioxide.

[0047] In the hybrid crosslinked polymer membrane
according to an embodiment of the present invention, 70 to
100% of each of the first functional group and the second
functional group may participate in the crosslinking reac-
tion.

[0048] The hybrid crosslinked polymer membrane accord-
ing to an embodiment of the present invention has a cross-
linked structure formed by reacting the first functional group
and the second functional group.

[0049] In a specific embodiment of the present invention,
the first functional group may be a carboxyl group, and the
second functional group may be an amine group, so that the
carboxyl group and the amine group are amidated to form a
crosslinked structure in the hybrid crosslinked polymer
membrane according to an embodiment of the present
invention.

[0050] As the hybrid crosslinked polymer membrane
according to an embodiment of the present invention has a
crosslinked structure, it may be enhanced in plasticization
resistance, chemical resistance, and durability.

[0051] In general, a polymer membrane does not contain
micropores in the selective layer. But the thermal fluctuation
of the polymer chains creates empty spaces, i.e., free vol-
ume, between the chains, through which a gas permeates.
Conventional polymer membranes, however, involve the
aging phenomenon that decreases the permeability over time
and the plasticization phenomenon that reduces the selec-
tivity to condensable gases under high pressures.

[0052] On the other hand, in the hybrid crosslinked poly-
mer membrane according to an embodiment of the present
invention, the rigid double siloxane structure of the ladder-
structured polysilsesquioxane added to the glassy polymer
(specifically, polyimide) matrix that has a high free volume
retards the movement of the polymer chains, thereby reduc-
ing the aging phenomenon (i.e., antiaging effect) and reduc-
ing the plasticization phenomenon (i.e., antiplasticization
effect).

[0053] In a specific embodiment of the present invention,
the hybrid crosslinked polymer membrane may be a dense
film. In such an event, the hybrid crosslinked polymer
membrane may have a thickness of 5 to 100 um, preferably,
a thickness of 10 to 90 pm, 20 to 80 um, or 30 to 80 pm.
[0054] Alternatively, the hybrid crosslinked polymer
membrane may be a hollow fiber membrane. Here, the
hollow fiber membrane may be fabricated by, for example,
a dry-jet/wet-quench process as disclosed in U.S. Pat. No.
11,135,552, the disclosure of which is incorporated herein
by reference.
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[0055] The hybrid crosslinked polymer membrane accord-
ing to an embodiment of the present invention may have an
outer diameter of 200 to 400 um and an inner diameter of
100 to 200 um. Preferably, the hybrid crosslinked polymer
membrane may have an outer diameter of 250 to 350 um and
an inner diameter of 120 to 180 pum.

[0056] Accordingly, the hybrid crosslinked polymer mem-
brane according to an embodiment of the present invention
can be advantageously used to separate carbon dioxide from
a mixed gas.

[0057] Process for Preparing a Hybrid Crosslinked Poly-
mer Membrane

[0058] According to another embodiment of the present
invention, there is provided a process for preparing a hybrid
crosslinked polymer membrane, which comprises (1) dis-
solving a polymer composition comprising 70 to 90% by
weight of a glassy polymer having a first functional group
and 10 to 30% by weight of a ladder-structured polysilses-
quioxane having a second functional group capable of
reacting with the first functional group in an organic solvent;
(2) forming the polymer solution obtained in step (1) into a
membrane shape and removing the organic solvent there-
from to obtain a hybrid polymer precursor membrane; and
(3) thermally treating the hybrid polymer precursor mem-
brane obtained in step (2) to form a crosslinked structure.

[0059] Step (1)

[0060] In step (1), a polymer composition comprising 70
to 90% by weight of a glassy polymer having a first
functional group and 10 to 30% by weight of a ladder-
structured polysilsesquioxane having a second functional
group capable of reacting with the first functional group is
dissolved in an organic solvent.

[0061] In such an event, the content ratio of the glassy
polymer having a first functional group and the ladder-
structured polysilsesquioxane having a second functional
group capable of reacting with the first functional group is
substantially the same as those described in the section of the
hybrid crosslinked polymer membrane above.

[0062] The organic solvent is not particularly limited as
long as it dissolves the glassy polymer and the ladder-
structured polysilsesquioxane and then is removed. Prefer-
ably, the organic solvent may be selected from the group
consisting of N-methyl-2-pyrrolidone (NMP), dimethylfor-
mamide (DMF), tetrahydrofuran (THF), methylene chloride
(MC), dimethyl sulfoxide (DMSO), and a mixture thereof.
[0063] The sequence of dissolving the glassy polymer and
the ladder-structured polysilsesquioxane in an organic sol-
vent is not particularly limited. Thus, the glassy polymer and
the ladder-structured polysilsesquioxane may be mixed and
then dissolved in an organic solvent. Alternatively, any one
of the glassy polymer and the ladder-structured polysilses-
quioxane may be first dissolved in an organic solvent and
then the other one may be dissolved in the organic solvent.
[0064] The weight ratio of the organic solvent to the total
weight of the glassy polymer and the ladder-structured
polysilsesquioxane may be 0.1:99.9 to 40:60. Specifically,
the weight of the solid contents of the glassy polymer and
the ladder-structured polysilsesquioxane may be at least
0.1% by weight, at least 1% by weight, at least 5% by
weight, at least 10% by weight, at least 15% by weight, at
least 20% by weight, at least 25% by weight, at least 30%
by weight, at least 35% by weight, or 40% by weight, and
at most 40% by weight, at most 35% by weight, at most 30%
by weight, at most 25% by weight, at most 20% by weight,
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at most 15% by weight, at most 10% by weight, at most 5%
by weight, at most 1% by weight, or 0.1% by weight, based
on the total weight of the glassy polymer, the ladder-
structured polysilsesquioxane, and the organic solvent.
More specifically, the weight of the solid contents of the
glassy polymer and the ladder-structured polysilsesquioxane
may be 0.1 to 40% by weight, 1 to 30% by weight, 5 to 20%
by weight, or 7 to 13% by weight, based on the total weight
of the glassy polymer, the ladder-structured polysilsesqui-
oxane, and the organic solvent. If the total weight of the
glassy polymer and the ladder-structured polysilsesquioxane
is greater than 40% by weight of the glassy polymer, the
ladder-structured polysilsesquioxane, and the organic sol-
vent, it is difficult to form a hybrid polymer precursor
membrane. If it is less than 0.1% by weight, the gas
separation performance may be impaired.

[0065] Step (2)

[0066] In step (2), the polymer solution obtained in step
(1) is formed into a membrane shape, for example, a film,
and the organic solvent is then removed therefrom to obtain
a hybrid polymer precursor membrane.

[0067] The method for forming a film from the polymer
solution is not particularly limited. As a specific example,
the polymer solution obtained in step (1) may be used to
prepare a film on a glass plate using a solution casting
technique with a doctor blade. In such an event, preferably,
in order to facilitate evaporation of the solvent, the solution
casting is carried out in a vacuum oven set at 60° C., and the
molded film is left in the vacuum oven for about 12 hours.

[0068] Thereafter, the method for removing the residual
solvent from the molded film is not particularly limited. As
a specific example, preferably, the vitrified film is dried
under vacuum at 180° C. for 12 hours.

[0069] Step (3)

[0070] In step (3), the hybrid polymer precursor mem-
brane obtained in step (2) is thermally treated to form a
crosslinked structure.

[0071] The conditions for the thermal treatment in step (3)
are not particularly limited as long as the first functional
group and the second functional group in the hybrid polymer
precursor membrane can react to form a crosslinked struc-
ture.

[0072] In a specific embodiment of the present invention,
the thermal treatment may be carried out at a temperature of
300 to 400° C. Specifically, the thermal treatment tempera-
ture may be higher than 300° C. to lower than 400° C. More
specifically, the thermal treatment temperature may be 320°
C. to 380° C., and it may be carried out under isothermal
conditions. If the thermal treatment temperature exceeds
400° C., the polymer is carbonized. If it exceeds 500° C.,
steep mass variations may take place. Meanwhile, if the
thermal treatment temperature is lower than 300° C., cross-
linking may not take place sufficiently.

[0073] In a specific embodiment of the present invention,
the thermal treatment may be carried out for 0.5 to 4 hours.
Specifically, the thermal treatment time may be 0.5 to 3
hours, more specifically, 1 to 2 hours. If it is less than the
above range, crosslinking may not take place sufficiently.

[0074] In a specific embodiment of the present invention,
the thermal treatment may be carried out in an inert gas
atmosphere. More specifically, the thermal treatment may be
carried out in an argon gas atmosphere.



US 2022/0372289 Al

[0075] Gas Separation Method

[0076] According to another embodiment of the present
invention, there is provided a process for separating gases,
which comprises passing a mixed gas containing at least
carbon dioxide through the hybrid crosslinked polymer
membrane according to an embodiment of the present
invention to remove at least a portion of the carbon dioxide.
[0077] In a specific embodiment of the present invention,
the method may comprise separating at least one gas from a
mixture of two or more gases. For example, the method may
comprise separating carbon dioxide from a mixed gas com-
prising a combination selected from carbon dioxide/nitro-
gen, carbon dioxide/carbon tetrachloride, carbon dioxide/
methane, and the like. But it is not limited particularly
thereto.

Example

[0078] Hereinafter, the present invention will be described
in more detail with reference to Examples and Comparative
Examples. However, the following examples are for illus-
trative purposes only and are not intended to limit the scope
of the present invention.

Preparation Example 1: Preparation of a Polyimide

Preparation Example 1-1

[0079] 88 ml of N-methyl-2-pyrrolidone (NMP) was
added to 6.54 g of benzophenone-3,3'4,4'-tetracarboxylic
dianhydride (BTDA) and 3.24 g of a mixture of 2,3,5,6-
tetramethyl-1,4-phenylenediamine  (Durene)/3,5-diamino-
benzoic acid (DABA) (molar ratio 3:2) to prepare a mono-
mer solution of 10% by weight. The solution was stirred at
about 5° C. for 24 hours to obtain a high-molecular weight
polyamic acid solution. 1.95 g of p-picoline and 19.5 g of
acetic anhydride were added to the polyamic acid solution,
which was stirred at room temperature for 24 hours for
imidization. The precipitated polyimide (BTDA-Durene:
DABA(3:2)) was washed with methanol and dried at 180° C.
under vacuum for 24 hours to obtain 8.90 g (yield: 91%) of
BTDA-Durene:DABA(3:2) (hereinafter abbreviated as “PI-
3:27).

Preparation Example 1-2

[0080] The same procedures as in Preparation Example
1-1 were carried out, except that 11.8 g of BIDA, 5.85 g of
a mixture of Durene/DABA (molar ratio 2:1), 158 ml of
NMP, 3.51 g of f-picoline, and 45.1 g of acetic anhydride
were used, to obtain 15.53 g (yield 88%) of BTDA-Durene:
DABA(2:1) (“PI-2:17).

Preparation Example 1-3

[0081] The same procedures as in Preparation Example
1-1 were carried out, except that 1.23 g of BTDA, 0.62 g of
a mixture of Durene/DABA (molar ratio 4:1), 16.6 ml of
NMP, 0.37 g of B-picoline, and 3.65 g of acetic anhydride
were used, to obtain 1.65 g (yield 89%) of BTDA-Durene:
DABA(4:1) (“PI-4:17).

Preparation Example 1-4

[0082] 104 ml of NMP was added to 20 g of 4,4'-(hexatlu-
oroisopropylidene)diphthalic anhydride (6FDA) and 4.06 g
of'a mixture of 2,4,6-trimethyl-1,3-diaminobenzene (DAM)/
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3,5-diaminobenzoic acid (DABA) (molar ratio 3:2) to pre-
pare a monomer solution of 20% by weight. The solution
was stirred at about 5° C. for 24 hours to obtain a high-
molecular weight polyamic acid solution. 4.3 g of -picoline
and 43.2 g of acetic anhydride were added to the polyamic
acid solution, which was stirred at room temperature for 24
hours for imidization. The precipitated polyimide (6FDA-
DAM:DABA(3:2)) was washed with methanol and dried at
180° C. under vacuum for 24 hours to obtain 24.1 g (yield
100%) of 6FDA-DAM:DABA(3:2).

Preparation Example 2: Preparation of a
Polysilsesquioxane

[0083] A 100-ml round bottom flask was charged with
0.04 g of potassium carbonate, 4.8 g of deionized water, and
8 g of tetrahydrofuran (THF) to obtain a clear solution. 9.52
g of phenyltrimethoxysilane and 10.68 g of [3-(2-aminoeth-
ylamino)propyl|trimethoxysilane were added dropwise
thereto under nitrogen. The reaction mixture was vigorously
stirred for 5 days. After evaporation of the volatile materials,
the white resinous portion was dissolved in 100 ml of
dichloromethane and extracted several times with water. The
organic material was collected, dried over anhydrous mag-
nesium sulfate, and filtered. Dichloromethane was evapo-
rated to obtain 16.2 g of a white powder of poly(phenyl-co-
3-(2-aminoethylamino)propyl)silsesquioxane  (LPDA64)
(vield: 80%).

Preparation Example 3: Preparation of a Polymer
Precursor Membrane

Preparation Example 3-1 to 3-3

[0084] A polymer precursor membrane was prepared
using each of the polyimides obtained in Preparation
Example 1. Specifically, 0.45 g of each polyimide was
completely dissolved in 2.55 g of NMP. A film was formed
by a solution casting technique on a glass plate using a
doctor blade. In such an event, in order to facilitate evapo-
ration of the solvent, the solution casting was carried out in
a vacuum oven set at 60° C., and the molded film was left
in the vacuum oven for about 12 hours. Thereafter, the
vitrified film was dried at 180° C. under vacuum for 12 hours
to remove the residual solvent. The obtained polymer pre-
cursor membrane film had a uniform thickness of 30£3 pm.

Preparation Example 3-4 to 3-6

[0085] Each polyimide obtained in Preparation Example 1
and the polysilsesquioxane obtained in Preparation Example
2 were mixed at a weight ratio of 80:20 to form a polymer
composition (hereinafter abbreviated as “PI-3:2-20%,” “PI-
2:1-20%,” and “PI-4:1-20%,” respectively). Then, a hybrid
polymer precursor membrane was prepared in the same
manner as in Preparation Example 3-1 above.

Preparation Example 3-7

[0086] For comparison, the PI-2:1 polyimide of Prepara-
tion Example 1-2 and a cage-structured octa(aminophenyl)
silsesquioxane (OAPS) were mixed at a weight ratio of
80:20 to form a polymer composition (hereinafter abbrevi-
ated as “PI-2:1-OAPS20%”). Then, a hybrid polymer pre-
cursor membrane was prepared in the same manner as in
Preparation Example 3-1 above.
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Preparation Example 4: Preparation of a
Crosslinked Polymer Membrane by Thermal
Treatment

[0087] The polymer precursor membranes obtained in
Preparation Example 3 were each placed on the quartz plate
(United Silica Products, USA) in the quartz tube (MTI,
USA) of a thermal treatment apparatus, and both ends of the
quartz tube were sealed with metal flanges having a silicon
O-ring. To control the inside temperature of the quartz tube
in the thermal treatment apparatus accurately and uniformly,
a three-zone furnace (Thermcraft, USA) was used. Thermal
treatment was carried out while argon was continuously fed
into the quartz tube at a rate of 400 cm®/minute. In such an
event, the temperature and the temperature elevation rate
were as shown in Table 1 below. Hereinafter, for a cross-
linked polymer membrane, “X” was added to the above
abbreviation.

TABLE 1
Initial temp. Final temp. Temp. elevation rate
°C) (°C) (° C./min)
50 320 10
320 370 1
370 370 Maintained for 1 hour

Test Example 1: Mass Variations of a Polymer
Precursor Membrane with Respect to Temperature

[0088] The polymer precursor membrane of Preparation
Example 3-3 and the hybrid polymer precursor membrane of
Preparation Example 3-6 were thermally treated in the range
of 200 to 370° C., during which the mass variations were
observed. As a result of analyzing the XPS Ols spectra of
the polymer membrane thermally treated at 370° C. for 1
hour, C—0 bonds and C—O bonds of an anhydride formed
by the dehydration of carboxyl groups were observed.
Meanwhile, a peak for an amide bond was observed in the
hybrid membrane (see FIGS. 1(a)-1(d)). It is understood that
an amidation reaction took place between the amine group
of LPDA64 and the carboxyl group of BTDA-Durene:
DABA(4:1) to form a crosslinked structure.

[0089] In addition, the ratio of carboxyl groups that had
formed the amide or anhydride bonds to the total number of
carboxyl groups in the crosslinked polyimide membrane and
the hybrid crosslinked polymer membrane was calculated
using the XPS N1s spectra and Ols spectra (FIGS. 2(a)-2(f),
Table 2). As the ratio of Durene in the monomer increased,
the ratio of carboxyl groups converted to anhydrides or
amides upon crosslinking decreased.

TABLE 2

Carboxyl groups
converted to
anhydride or

Carboxyl groups
converted to
anhydride/total amide/total amide/total
carboxyl groups  carboxyl groups  carboxyl groups
(%) (%) (%)

Carboxyl groups
converted to

X-PI-3:2 83.1 0 83.1
X-PI-3:2-20% 68.9 31.1 95.6
X-PI-2:1 81.6 0 81.6
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TABLE 2-continued

Carboxyl groups
converted to
anhydride or

Carboxyl groups
converted to

Carboxyl groups
converted to
anhydride/total amide/total amide/total
carboxyl groups  carboxyl groups  carboxyl groups
(%) (%) (%)

X-PI-2:1-20% 63.6 31.6 95.1
X-PI-4:1 76.2 0 76.2
X-PI-4:1-20% 40.6 40.2 80.8

Test Example 2: Gas Separation Performance of a
Polymer Precursor Membrane and a Crosslinked
Polymer Membrane

[0090] The gas separation performance of the polymer
precursor membrane obtained in Preparation Example 3 and
the crosslinked polymer membrane obtained in Preparation
Example 4 was measured under the conditions of 1 atm and
35° C. The results are shown in Tables 3 to 5 below.

TABLE 3

Gas permeability (Barrer’ Selectivity (—

H, CO, N, CO CH, COyN, CO,/CH,

PI-3:2 10 52 014 030 015 37 35
PI-2:1 18 55 019 033 013 29 42
PI-4:1 20 81 027 048 023 30 35
X-PI-3:2 43 16 055 099 037 29 43
X-PI-2:1 52 25 087 1.5 0.64 29 39
X-PI-4:1 89 51 19 3.3 1.6 27 32
[0091] As can be seen from Table 3, as the ratio of Durene

in the diamine constituting the polymer increased, the free
volume increased, which increased the gas permeability. In
the polyimide crosslinked membranes, the CO, permeability
increased by 207 to 530% as compared with the polyimide
precursor membranes. The X-PI-4:1 crosslinked membrane
having a high ratio of Durene in the diamine had the highest
gas permeability like the precursor membranes. The CO,/N,
and CO,/CH,, selectivities of the X-PI-4:1 polyimide cross-
linked membrane were reduced by 10% and 8.6%, respec-
tively, as compared with the polyimide precursor membrane
counterpart (PI-4:1).

TABLE 4

Gas permeability (Barrer) Selectivity (—)

H, CO, N, CO CH, COyN, CO,CH,

X-PI-3:2 43 16 055 099 037 29 43
X-PI-3:2-10% 52 29 119 1.9 085 25 34
X-PI-3:2-20% 69 50 18 33 18 28 28
[0092] As can be seen from Table 4, as the content of the

ladder-structured polysilsesquioxane increased, the perme-
ability of the crosslinked membranes increased. In particu-
lar, the CO, permeability of the X-PI-3:2-20% membrane
containing 20% by weight of the ladder-structured polysils-
esquioxane was increased by 212% as compared with X-PI-
3:2.
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TABLE 5

Gas permeability (Barrer) Selectivity (—)

H, CO, N, CO CH, COyN, CO,/CH,

PI-3:2-20% 17 99 031 060 029 31 31
PI-2:1-20% 200 7.6 022 050 021 34 37
PI-4:1-20% 22 12 046 0.80 048 26 25
X-PI-3:2-20% 69 50 18 33 18 28 28
X-PI1-2:1-20% 83 58 22 37 21 26 28
X-PI-4:1-20% 150 110 40 71 7.0 28 28
[0093] As can be seen from Table 5, the higher the ratio of

Durene in the diamine, the higher the permeability (see
FIGS. 3(a) and 3(c)). The hybrid crosslinked polymer mem-
branes had a CO, permeability increased by 405 to 817% as
compared with the hybrid polymer precursor membranes,
showing a higher permeability as compared with the cross-
linked polyimide membrane (see FIGS. 3(b) and 3(d)). For
example, the X-PI-4:1-20% membrane had a CO, perme-
ability higher than that of the X-PI-4:1 membrane by 115%.
[0094] In addition, the higher the ratio of Durene in the
polyimide, the greater the effect of enhancing the perme-
ability by crosslinking. For example, the CO, permeability
of the X-PI-3:2-20% membrane increased by 405% as
compared with the PI-3:2-20% membrane, whereas the CO,
permeability of the X-PI-4:1-20% membrane increased by
817% as compared with the PI-4:1-20% membrane.
[0095] Meanwhile, the CO,/CH, separation performance
of the hybrid crosslinked polymer membrane was evaluated
under a CO,/CH, mixed gas condition (see FIG. 4(a)). As
the pressure increased, the CO, permeability and CO,/CH,
selectivity tended to slightly decrease due to the competitive
sorption phenomenon. It was confirmed that the plasticiza-
tion phenomenon did not take place at a partial pressure of
CO, of 12 bar. In addition, the CO, permeability of the
X-PI-4:1-20% hybrid crosslinked polymer membrane was
measured under a CO, single gas condition up to 22 bar,
which indicates that plasticization did not take place despite
an increase in the free volume (see FIG. 4(5)).

Test Example 3: Effect of Types of
Polysilsesquioxane on the Gas Separation
Performance of a Polymer Membrane

[0096] The gas separation performance of the polymer
precursor membranes obtained in Preparation Examples 3-2,
3-4, and 3-7 and the polymer membranes obtained by
crosslinking thereof was measured under the conditions of 1
atm and 35° C. The results are shown in Table 6 below.

TABLE 6
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PI-2:1 and PI-2:1-20% membranes. This is understood to be
attributable to the inhibition of mobility of the polymer
chain by OAPS. The X-PI-2:1-OAPS20% membrane
obtained by thermal treatment of PI-2:1-GAPS-20% at 370°
C. had an H, permeability and a CO, permeability reduced
by 13% and 36%, respectively, as compared with X-PI-2:
1-20% and CO,/N, and CO,/CH, selectivities increased by
8% and 18% (see FIGS. 5(a) and 5(b)), respectively. This
indicates that the crosslinked membranes using the ladder-
structured polysilsesquioxane have a superior gas perme-
ability to the crosslinked membranes based on the cage-
structured polysilsesquioxane.

Test Example 4: Gas Separation Performance of a
Hybrid Crosslinked Polymer Membrane Based on a
Fluorine-Containing Polyimide
[0098] OFDA-DAM:DABA(3:2) obtained in Preparation
Example 4-1 and LPDA64 obtained in Preparation Example
2 were mixed at a weight ratio of 80:20 to form a polymer
composition (hereinafter abbreviated as “X-6FDA-3:2-
20%). Then, a hybrid crosslinked polymer membrane was
prepared in the same manners as in Preparation Examples 3

and 4 above.

[0099] The X-6FDA-3:2-20% membrane had a CO, per-
meability increased by 83% (288 Barrer vs. 157 Barrer) as
compared with the membrane prepared by simply crosslink-
ing a polyimide polymer (see FIGS. 5(c) and 5(d)).

[0100] Accordingly, the hybrid crosslinked polymer mem-
brane according to an embodiment of the present invention
can be applied to a fluorine-containing polyimide.

Test Example 5: Mechanical Properties of a
Polymer Precursor Membrane and a Crosslinked
Polymer Membrane

[0101] The mechanical properties of the polyimide mem-
branes and the hybrid polymer precursor membranes before
and after crosslinking were evaluated using nanoindentation
(Table 7). PI-2:1 and PI-2:1/0APS-20% were relatively
decreased in the hardness and reduced modulus as compared
with those before crosslinking due to an increase in the
mobility of the polymer chain upon crosslinking Meanwhile,
the X-PI-2:1-20% crosslinked membrane containing a lad-
der-structured polysilsesquioxane was increased in the hard-
ness and reduced modulus by 47% and 128%, respectively.

TABLE 7
Hardness Reduced modulus
(GPa) (GPa)
PI-2:1 0.617 15.958
PI-2:1-20% 0.588 12.766
PI-2:1/OAPS-20% 0.523 9.742
X-PI-2:1 0.504 10.587
X-PI-2:1-20% 0.862 29.126
X-PI-2:1/OAPS-20% 0.450 7.027

Gas permeability (Barrer Selectivity (—

H, CO, N, CO CH, COyN, CO,/CH,

PI-2:1 18 55 019 033 013 29 42
PI-2:1-OAPS20% 11 41 012 034 0.1 34 37
PI-2:1-20% 20 7.6 022 0530 021 34 37
X-PI-2:1 52 25 087 15 064 29 39
X-PI-2:1- 72 37 13 24 11 28 33
OAPS20%

X-PI1-2:1-20% 83 58 22 37 21 26 28
[0097] As can be seen from Table 6, the PI-2:1-OAPS20%

membrane had a gas permeability lower than those of the

[0102] Accordingly, the hybrid crosslinked polymer mem-
brane according to an embodiment of the present invention
was excellent in mechanical properties.

What is claimed is:

1. A hybrid crosslinked polymer membrane, which is
prepared from a polymer composition comprising 70 to 90%
by weight of a glassy polymer having a first functional group
and 10 to 30% by weight of a ladder-structured polysilses-
quioxane having a second functional group capable of
reacting with the first functional group and has a crosslinked
structure formed by a reaction of the first functional group
and the second functional group.
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2. The hybrid crosslinked polymer membrane of claim 1,
wherein the glassy polymer is a polyimide obtained by
polycondensation of an aromatic carboxylic dianhydride and
an aromatic diamine.

3. The hybrid crosslinked polymer membrane of claim 2,
wherein the aromatic carboxylic dianhydride is at least one
selected from the group consisting of benzophenone-3,3',4,
4'-tetracarboxylic dianhydride (BTDA) having a structure of
Formula 1(a) below, 4'4-oxydiphthalic dianhydride (ODPA)
having a structure of Formula 1(b) below, 3,3'4,4'-biphe-
nyltetracarboxylic dianhydride (BPDA) having a structure
of Formula 1(c) below, and 4,4'-(hexafluoroisopropylidene)
diphthalic dianhydride (6FDA) having a structure of For-
mula 1(d) below:

Formula 1

(@)

e}

(0] (6]
(6] (6]

®)

©

(d)

4. The hybrid crosslinked polymer membrane of claim 2,
wherein the aromatic diamine is at least one selected from

Formula 3
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the group consisting of 2,3,5,6-tetramethylene-1,4-phe-
nylenediamine (Durene) having a structure of Formula 2(a)
below, 3,5-diaminobenzoic acid (DABA) having a structure
of Formula 2(b) below, 1,1-bis(4-aminophenyl)cyclohexane
(BACH) having a structure of Formula 2(c) below, and
2,4,6-trimethyl-1,3-diaminobenzene (DAM) having a struc-
ture of Formula 2(d) below:

4%:§7NH2
N NH,
oi EOH
H,N” 'l .l “NH,
N f NH,.

5. The hybrid crosslinked polymer membrane of claim 2,
wherein the aromatic carboxylic dianhydride is benzophe-
none-3,3'.4,4'-tetracarboxylic dianhydride (BTDA), and the
aromatic diamine is a mixture of 2,3,5,6-tetramethylene-1,
4-phenylenediamine (Durene) and 3,5-diaminobenzoic acid
(DABA).

Formula 2

(@)

®)

©

HN
H,
@

H
6. The hybrid crosslinked polymer membrane of claim 5,

wherein the polyimide is a polyimide (BTDA-Durene:
DABA(3:2)) having a structure of Formula 3 below:

(0] Q (6] (0] Q (6]
(6] (6] n (6] (6] 2n
HO (6]
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in Formula 3, n is an integer selected from 10 to 10*.

7. The hybrid crosslinked polymer membrane of claim 1,
wherein the first functional group is at least one selected
from the group consisting of an amine group and a carboxyl

group.

8. The hybrid crosslinked polymer membrane of claim 1,
wherein the ladder-structured polysilsesquioxane has a
structure represented by Formula 4 below:

Formula 4

OH

OH

in Formula 4, R;, R,, and R; are each independently an
organic functional group selected from the group con-
sisting of aromatic phenyl, heteroaromatic phenyl, ali-
phatic alkyl, cycloaliphatic alkyl, vinyl, aryl, methacry-
late, acrylate, and epoxy, and n, m, and 1 are each an
integer selected from O to 100.

9. The hybrid crosslinked polymer membrane of claim 8,
wherein the ladder-structured polysilsesquioxane has a num-
ber average molecular weight of 10* to 10® g/mole.

10. The hybrid crosslinked polymer membrane of claim 8,
wherein the ladder-structured polysilsesquioxane is selected
from the group consisting of ladder-structured poly(phenyl-
c0-3-(2-aminoethylamino)propyl)silsesquioxane,  ladder-
structured  poly(phenyl-co-methacryloxypropyl)silsesqui-
oxane, ladder-structured poly(phenyl-co-glycidoxypropyl)

silsesquioxane, ladder-structured poly(phenyl-co-
pyridylethyl)silsesquioxane, ladder-structured poly
(cyclohexyl-co-pyridylethyl)silsesquioxane, ladder-

structured poly(cyclohexyl-co-phenyl-co-pyridylethyl)
silsesquioxane, and a mixture thereof.

11. The hybrid crosslinked polymer membrane of claim 8,
wherein the ladder-structured polysilsesquioxane is at least
one selected from the group consisting of ladder-structured
poly(phenyl-co-3-(2-aminoethylamino )propyl)silsesqui-
oxane (LPDAG64) represented by the following Formula 4a;
ladder-structured poly(phenyl-co-methacryloxypropyl)sils-
esquioxane (LPMAG64) represented by the following For-
mula 4b, ladder-structured poly(phenyl-co-glycidoxypro-
pyDsilsesquioxane (LPG64) represented by the following
Formula 4c, ladder-structured poly(phenyl-co-pyridylethyl)
silsesquioxane (LPPyr64) represented by the following For-
mula 4d, ladder-structured poly(cyclohexyl-co-pyridylethyl)
silsesquioxane (LLCPyr64) represented by the following
Formula 4e, and ladder-structured poly(cyclohexyl-co-phe-
nyl-co-pyridylethyl)silsesquioxane  (LCPPyr334) repre-
sented by the following Formula 4f:

Nov. 24,2022
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Formula 4b

OH
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-continued -continued

Formula 4¢ Formula 4e

0 x
L

OH

OH

Formula 4f

A
s

OH

/ N
Formula 4d x

12. The hybrid crosslinked polymer membrane of claim 1,
wherein the second functional group is at least one selected
from the group consisting of an amine group and an epoxy
group.

13. The hybrid crosslinked polymer membrane of claim 1,
wherein the first functional group is a carboxyl group and the
second functional group is an amine group, or the first
functional group is an amine group and the second func-
tional group is an epoxy group.

14. The hybrid crosslinked polymer membrane of claim 1,
wherein 70 to 100% of each of the first functional group and
the second functional group participates in the crosslinking
reaction.

15. The hybrid crosslinked polymer membrane of claim 1,
Z N which has a thickness of 5 to 100 pm.

16. A process for preparing a hybrid crosslinked polymer
membrane, which comprises (1) dissolving a polymer com-
position comprising 70 to 90% by weight of a glassy
polymer having a first functional group and 10 to 30% by
weight of a ladder-structured polysilsesquioxane having a
second functional group capable of reacting with the first

/
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functional group in an organic solvent; (2) forming the
polymer solution obtained in step (1) into a membrane shape
and removing the organic solvent therefrom to obtain a
hybrid polymer precursor membrane; and (3) thermally
treating the hybrid polymer precursor membrane obtained in
step (2) to form a crosslinked structure.

17. The process for preparing a hybrid crosslinked poly-
mer membrane of claim 16, wherein the organic solvent in
step (1) is selected from the group consisting of N-methyl-
2-pyrrolidone (NMP), dimethylformamide (DMF), tetrahy-
drofuran (THF), methylene chloride (MC), dimethyl sulfox-
ide (DMSO), and a mixture thereof.

18. The process for preparing a hybrid crosslinked poly-
mer membrane of claim 16, wherein the weight ratio of the
organic solvent to the total weight of the glassy polymer and
the ladder-structured polysilsesquioxane is 0.1:99.9 to
40:60.

19. The process for preparing the hybrid crosslinked
polymer membrane of claim 16, wherein the thermal treat-
ment in step (3) is carried out at a temperature of 300 to 400°

20. A process for separating gases, which comprises
passing a mixed gas containing at least carbon dioxide
through the hybrid crosslinked polymer membrane of claim
1 to remove at least a portion of the carbon dioxide.

#* #* #* #* #*



