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1. Introduction

With the pressing concern of global climate change, hydrogen will
undoubtedly play an essential role as the main source of clean energy
carrier in the future. Within the context of hydrogen economy, the
main advantages of using hydrogen are primarily to reduce the concen-
tration of the greenhouse gases in the atmosphere and also to eliminate
the dependency fossil fuel-based economy that continuously aggravates
the environmental issues.[1,2] It is then expected that such energy tran-
sition will significantly contribute in mitigating the climate change

issues, particularly if the hydrogen can be fully
produced from renewable resources and by uti-
lizing clean energy.

Despite its potential as a promising energy
carrier and its abundance, the hydrogen does
not come naturally as a gas and is always in
combination with other elements. Therefore,
there are a number of common ways to pro-
duce hydrogen such as by hydrocarbon
reforming.[2] Up to now, hydrogen production
from steam methane reforming (SMR) com-
bined with water gas shift (WGS) reaction can
still be considered as the most economically via-
ble and therefore cannot be neglected from the
perspective of hydrogen economy, although it
still depends on the fossil fuels.[2,3] In the case,
the syngas containing H2 and CO is firstly pro-
duced and the CO will be further converted
into CO2 through WGS reaction. The separation
of H2 from the CO2 and unconverted CH4 in
this case becomes crucial so the H2 can be fur-
ther used for power generation.[4,5]

Hydrogen can also be obtained by recover-
ing the purge gases from various industries

such as from the ammonia plant, iron and steel industry in the form of
coke oven gas or off-gas from refineries.[6–8] In the case of ammonia
plant, for example, the hydrogen is firstly produced mostly through
natural gas reforming to synthesize ammonia which is mainly further
used in fertilizer industries. About 96% of the ammonia is still currently
produced through the conventional energy-intensive Haber–Bosch pro-
cess and therefore contributes to around 1.4–1.8% of the global CO2

emission while also utilizing around 2% of the global energy
production.[9,10] Considering the vast amount of the hydrogen required
to produce ammonia, it is then also released in a significant amount
from an ammonia plant. It is estimated that a stream of up to
180–240 Nm3 per ton of ammonia has to be purged containing large
quantities of hydrogen (up to 67% of H2, 25% of N2 and a mixture of
other gases).[11] The hydrogen in this stream is has a huge potential to
be recovered as an energy carrier once it can be effectively and effi-
ciently separated from the rest of the stream components. Another
example can also be seen in the post-combustion gaseous stream from
the production of carbon black consisting of approximately 60.5% N2,
17.9% CO, 16.4% H2, and 5.3% CO2.

[12] Once this flue gas is further
used for power generation by converting to CO2, water, and heat, the
remaining flue gas still consists of low concentration of hydrogen that
could potentially be recovered from the nitrogen as the major
component.

Another scenario can also be seen in the future regarding the plan-
ning to transport the hydrogen. Taking into account that transporting
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With the pressing concern of the climate change, hydrogen will undoubtedly
play an essential role in the future to accelerate the way out from fossil
fuel-based economy. In this case, the role of membrane-based separation
cannot be neglected since, compared with other conventional process,
membrane-based process is more effective and consumes less energy.
Regarding this, metal-based membranes, particularly palladium, are usually
employed for hydrogen separation because of its high selectivity. However,
with the advancement of various microporous materials, the status quo of
the metal-based membranes could be challenged since, compared with the
metal-based membranes, they could offer better hydrogen separation
performance and could also be cheaper to be produced. In this article, the
advancement of membranes fabricated from five main microporous
materials, namely silica-based membranes, zeolite membranes, carbon-based
membranes, metal organic frameworks/covalent organic frameworks
(MOF/COF) membranes and microporous polymeric membranes, for
hydrogen separation from light gases are extensively discussed. Their
performances are then summarized to give further insights regarding the
pathway that should be taken to direct the research direction in the future.
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hydrogen through the pipeline is the lowest cost alternative, there is a
possibility to utilize the existing network of the natural gas pipeline to
co-transport hydrogen with natural gas.[13] Depending upon the gas
grid infrastructure, hydrogen might be blended with the concentration
between 5% and 20%.[14] If such a scenario can be fully implemented
in the future, one of the main challenges is then to find a reliable tech-
nology that can effectively and efficiently purify the hydrogen from
methane at the desired locations.

Up to now, the separation process of hydrogen from these light
gases can be carried out by employing several techniques such as
through liquid absorption, pressure swing adsorption (PSA), or
cryogenic separation.[7,15–17] However, because of a number of disad-
vantages associated with these processes, particularly the relatively
high-energy demand, membrane technology could be a better alterna-
tive in the future. This is because, in comparison to other conventional
separation technologies, membrane technology could offer various
advantages such as higher energy efficiency, smaller footprint, ease of
operation, and lower investment and operational cost.[18–20]

The use of membrane for hydrogen purification is indeed not a new
technology. Various polymers have then been investigated to be used as
a membrane material for hydrogen separation from various gases. In
2008, these studies have then been nicely summarized by Robeson by
indicating the existence of the upper bound encountered in polymeric
membranes for hydrogen separation.[21] Based on this study, it can be
clearly seen that there exists a permeability-selectivity trade-off encoun-
tered in polymeric membranes. A polymeric membrane with high
hydrogen permeability such as poly(1-trimethylsilyl-1-propyne)
(PTMSP) usually exhibits a low hydrogen selectivity and vice versa.

Considering the trade-off issue encountered in the polymeric mem-
branes, the use of dense metallic membranes is also very attractive and
therefore have also been investigated as a promising membrane material
for hydrogen separation. In this case, palladium (Pd) and its alloys are
probably the most common metallic membrane material investigated
for hydrogen purification. The use of palladium to separate hydrogen
has then been reported as early as 1866,[22] which has become the
foundation of various studies and discussions about this material and its

alternative in the 1950–1960.[23–25] In general,
palladium is a promising membrane material
for hydrogen separation since it can offer
almost an infinite selectivity toward hydrogen
and thus a pure hydrogen flow at the down-
stream side can be obtained. Despite their high
effectiveness, these metallic membranes suffer
from a number of disadvantages. Firstly, palla-
dium is a rare earth metal. This causes the pro-
duction cost of a palladium membrane to be
more expensive than a polymeric membrane.
In order to reduce the production cost of a
palladium-based membrane, it has to be fabri-
cated instead as a thin layer on a porous sub-
strate. Secondly, a palladium membrane can
also suffer from the hydrogen embrittlement
when operated below 300 °C which could lead
to the mechanical deformation of the
membrane.[26,27] Therefore, palladium must be
alloyed, either to form a binary alloy or a ter-
nary alloy, with other metals to address the
embrittlement problem and also to improve its
chemical resistance.[26,28]

Addressing the above issues, a number of researches have then been
directed to investigate other promising materials for hydrogen purifica-
tion, particularly microporous materials. In this case, the employment
of microporous materials has gained an increased interest because they
could offer high productivity and selectivity and thus surpassing the
upper bound limit. As can be seen in Figure 1, there is an increasing
trend in the publications related to various microporous materials for
hydrogen separation. Such a possibility is particularly driven by the
possibility to rationally tailor the pore structure of these materials for
selectively permeating hydrogen while rejecting other impurities.
For example, as can also be seen in Figure 1, there is an increasing
trend from around 2010 in research and development in the field of
metal organic frameworks, covalent organic frameworks, and micropo-
rous polymeric membranes (polymer of intrinsic microporosity and
thermally rearranged polymer) whose architecture can be rationally
designed by selecting appropriate building blocks. This review then
intends to highlight the recent advances of these promising materials in
the field of hydrogen separation, which could then be used as a guid-
ance to choose the next membrane materials for hydrogen purification.

2. Gas Transport in the Microporous Materials

The gas transport occurring through a membrane can usually be
described through solution–diffusion mechanism as illustrated in Fig-
ure 2a. In this case, the gas permeation occurs through three steps: (i)
adsorption and dissolution of the gas into the membrane matrix, (ii)
diffusion of the gas across the membrane matrix, and (iii) desorption
at the downstream side. The selectivity is therefore determined both by
the solubility and diffusivity of the gas molecules in the membrane
material. The gas transport of the membranes fabricated from polymeric
materials can usually be described by this phenomenon. However, it
should also be noted that this phenomenon might only occur in the
ideal scenario where the polymeric membranes are dense, symmetric,
and defect-free. Therefore, in a non-ideal situation, for example, in the
presence of defective sites, the gas transport of the polymeric

Figure 1. Number of publications of microporous materials membrane for hydrogen separation based
on Scopus.

Energy Environ. Mater. 2024, 0, e12843 2 of 35 © 2024 The Author(s). Energy & Environmental Materials published by
John Wiley & Sons Australia, Ltd on behalf of Zhengzhou University.

 25750356, 0, D
ow

nloaded from
 https://onlinelibrary.w

iley.com
/doi/10.1002/eem

2.12843, W
iley O

nline L
ibrary on [17/11/2024]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense



membranes might no longer be governed by the solution–diffusion
mechanism.

Meanwhile, in a microporous material with a more complex and
porous structure, the gas transport mechanisms could be governed by a
combination of different mechanisms.[29,30] There are at least three
phenomena that could also occur when the gas molecules are trans-
ported across the membrane. In the ultra- or micropores region, the
gas molecular sieving can occur, as illustrated in Figure 2b. In this case,
the membrane selectivity is governed by the ability of a certain gas
molecule to pass through the pores. When the pores in a microporous
membrane become larger and falls within the range of 0.3–1 nm, the
gas transport can now be governed by surface diffusion, as illustrated
in Figure 2c. Lastly, the Knudsen flow can also govern the gas transport
process across a microporous membrane, as illustrated in Figure 2d,
when the pore size in the membrane falls in range between 1 and
50 nm. This occurs when the mean free path of a gas molecule is
much larger than the pore diameter. All of these gas transport could
then occur simultaneously in a microporous membrane. For instance,
when a microporous membrane contains some large pores or defective
parts, the gas transport occurring through these defective sites might be
governed by both surface and Knudsen diffusion, while the rest might
be molecularly sieved by the non-defective sites of the membrane.
Moreover, the ability for a certain gas molecule before being trans-
ported across the membrane could also be affected by the adsorption of
the molecule on the membrane, which in the case of microporous
polymeric membranes corresponds to the material’s solubility.

3. Microporous Membrane Materials for Hydrogen
Separation

3.1. Silica-Based Membranes

The use of silica-based membrane for hydrogen purification has been
studied as early as 1989 where the decomposition of tetraethoxysilane
(TEOS) was used as a silica precursor and an inorganic porous glass
was used as the support.[31] From this early study, it was found that the

H2/N2 selectivity of the silica membrane is about twice higher than the
selectivity of the porous support. In silica-based membranes, the separa-
tion is governed based on the molecular sieving phenomenon. This is
in contrast to the separation of their support layer which is normally
governed by the Knudsen diffusion. Therefore, a defect-free silica-based
membrane could exhibit a very high hydrogen permselectivity toward
light gases.

In general, as illustrated in Figure 3, a microporous silica-based
membrane can be fabricated either by a sol–gel[32–54] or chemical
vapor deposition (CVD) method.[55–85] In a sol–gel technique, a porous
substrate is usually firstly dipped in a silica colloidal precursor contain-
ing silica nanoparticles. This is then followed by drying and sintering
the coated substrate to obtain a porous silica structure.[86] This process
can be repeated several times to obtain a defect-free silica membrane.
Three approaches, namely (i) silica polymers, (ii) particulate-sol, and
(iii) templating, can then be used to fabricate a silica membrane based
on the sol–gel method and various factors might affect the membranes
properties and their hydrogen separation performance.[20]

A study comparing TEOS and three different silica precursors,
namely 1,1,3,3-tetraethoxy-1,3-dimethyldisiloxane (TEDMDS),
bis(triethoxysilyl)ethane (BTESE), and hexaethoxy disiloxane (HEDS),
has revealed that the TEOS-derived silica membrane gives the best
H2/N2 selectivity around 340 with the lowest H2 permeance around
3 9 10�7 mol m2 s�1 Pa�1 (895 GPU, GPU = gas permeation unit
and 1 GPU = 3.35 9 10�10 mol m2 s�1 Pa�1) as it results in the
membrane with the smallest pore size.[47–49] Meanwhile the order of
the pore size of the rest is HEDS < BTESE < TEDMDS-derived silica
membrane. All the silica membranes fabricated using these precursors
have exhibited low H2/N2 selectivity in the range of 7–20 because of
their looser pore structure with the TEDMDS-derived silica membrane
shows the lowest H2 permeance around 1 9 10�6 mol m2 s�1 Pa�1

(2985 GPU) because of the presence of the impermeable pendant
groups in its network. Another investigation has also indicated that
there is a difference between the silica membrane prepared from
acid-catalyzed polymeric silica sol and base-catalyzed colloidal silica
sol.[38] The former leads to the formation of low-branched silica parti-
cles leading to interpenetration and denser thin film while the latter

Figure 2. A schematic of the possible gas transport phenomenon through a microporous membrane: a) solution–diffusion, b) molecular sieving, c) surface
diffusion, and d) Knudsen diffusion.
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results in highly branched silica particles that cannot interpenetrate
because of the steric hindrance. As a result, the latter pathway produces
better and applicable silica membrane as the former produces an almost
non-permeable silica membrane. For the silica polymers pathway, care-
fully controlling the clusters condensation rate during the silica network
polymerization is essential to obtain a defect-free silica membrane.[87]

In the case of templating method, for example, the selection of the cor-
rect templating agent is crucial to obtain a silica membrane with nar-
row pore distribution. It has been observed that the use of
methacryloxypropyltrimethoxysilane (MOTMS) as a templating agent
can increase the micropore volume and narrow down the pore distri-
bution of the membrane and thus resulting in almost 40 times increase
of hydrogen permeance than the membrane fabricated without
MOTMS.[36]

One of the main challenges related to the sol–gel process is the
required time for the calcination since this may take up to 12 h includ-
ing the ramping up to the target temperature and the holding time.[88]

In this respect, a 1-hour calcination step with the ramping up step of
more than 100 °C s�1 has not just managed to reduce the calcination
time but also to produce a good silica membrane with H2 permeance
and selectivity against N2 around 1 9 10�7 mol m2 s�1 Pa�1 (298.5
GPU) and 40, respectively.[45] Another study has also shown the possi-
bility to use a hot plate at 550 °C for calcination.[44] With just 1 h cal-
cination time, a silica membrane with H2 permeance around
1 9 10�7 mol m2 s�1 Pa�1 (298.5 GPU) and selectivity against CO2,
N2, and CH4 around 17, 250, and 250, respectively, can be obtained.
However, contamination from the environments must be fully avoided
to obtain a defect-free membrane.

Differing from the sol–gel method, a CVD technique relies on the
reaction of the silica precursor in the gas phase occurring around
the pores of the substrate in order to modify them.[89] Such a reaction
can then be accelerated by various factors including the presence of the
catalyst in the precursor such as tetraisoporpyl titanate[63] and the pres-
ence of opposing reactants such as water vapor that also contributes in

reducing the fabrication temperature.[73]

Meanwhile, the quality of the silica membrane
produced with CVD method is often influenced
by various reaction parameters such as the flow
direction of the reactants, reaction temperature
and time, and the presence of other compo-
nents. In this case, a defect-free silica membrane
can usually be obtained by prolonging the reac-
tion time leading to lower hydrogen permeance
and higher hydrogen permselectivity as the
pore of the substrates become
smaller.[56,57,59,60] In order to obtain a homo-
geneous silica membrane, it has also been
observed that flowing the two reactants on dif-
ferent sides of the porous substrate (outer and
inner sides) yields a more uniform silica mem-
brane with better hydrogen permselectivity.[62]

This is because the formation of a uniform sil-
ica film within the substrate pores will be more
promoted rather than being accumulated on
the surface of the substrate that can lead to film
cracking as the thickness increases. Meanwhile,
to obtain a thinner silica membrane to increase
the hydrogen permeance, introducing a barrier
on the pore surface of the porous substrate such

as by introducing temporary carbon layer[67] or by firstly coating a sil-
ica sol–gel layer on the barrier will limit the active region of the CVD
and thus helping to assist in obtaining a thinner silica membrane.

Moreover, choosing the correct silica precursor is also crucial to
obtain a silica membrane with excellent hydrogen separation perfor-
mance. For example, the use of TEOS as silica precursor might result in
a silica membrane with higher hydrogen permeance than the one
fabricated from SiCl4 when using Vycor glass as the support.[65] This
is because TEOS diffuses slower than SiCl4 into the support pores
because of its molecular size and thus considerable pore blocking
might be resulted when SiCl4 is used as the precursor. In
another study, the use of three different silica precursors, namely
tetramethoxysilane (TMOS), phenyltrimethoxysilane (PhTMS), and
3-aminopropylmethyldiethoxysilane (APMDES) has been investigated
and the membranes were fabricated using the CVD method.[55] It was
observed that the H2/N2 selectivity follows the order of
TMOS-deposited (1265) > PhTMS-deposited (633) > APMDES-
deposited (100) silica membrane. This is caused by the fact that
TMOS-deposited silica membrane has the smallest pore size distribution
than the others and thus has shown an excellent H2 selectivity, even
though this also means that it has the slowest H2 permeance compared
to the rest of the membranes. In addition, the selection of the support
material is also crucial to obtain a silica membrane that can combine
excellent hydrogen permeance and selectivity. For example, compara-
tive studies employing Vycor glass and alumina as a support have indi-
cated that the H2/CO2 and H2/CH4 selectivity of the former is about
four to five times higher than the latter (up to more than
10 000).[56,57] This is because the SiO2/Vycor glass membrane has
more constricted pores than the SiO2/alumina and thus more effective
in hindering the adsorption of gases with kinetic diameter of more than
0.3 nm. However, this must also be compensated by the slower hydro-
gen permeance, which was found about one order of magnitude lower.
Another study using alumina as the support has also shown that by
firstly coating the alumina substrate with boehmite sol as an

Figure 3. A schematic diagram of the microporous silica membrane prepared on a tubular/hollow
fiber substrate.
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intermediate layer can produce an ultrathin silica membrane with thick-
ness less than 50 nm and increase its hydrothermal stability.[58,72]

Moreover, both the hydrogen permeance and the H2/CO2 and
H2/CH4 of this silica membrane has also been improved from its
uncoated counterpart for about 60% to be around 1.6 9

10�7 mol m2 s�1 Pa�1 (477.6 GPU) and about two to three times to
be around 590 and 940, respectively.[58] This is because the intermedi-
ate layer coated on the support gives a finer microstructure and a mem-
brane with fewer defects can be obtained. The advantages of using of
boehmite as the intermediate layer can then be further enhanced by
applying differential pressure when the silica membrane is fabricated
using a counter-diffusion approach as it can more effectively deposit
the film in the pores of this intermediate layer.[84] As a result, the
H2/CO2 and H2/CH4 selectivity of this membrane can reach as high as
1200 and 24 000, respectively. In another study, coating the alumina
substrate with an intermediate layer from silica is also possible.
In this case, a looser silica membrane from phenyltriethoxysilane
before the deposition of the selective silica layer made from TEOS
is also found to be very effective to significantly enhance the
hydrogen permeance up to around 3.6 9 10�6 mol m2 s�1 Pa�1

(10 746 GPU) while maintaining satisfactory H2/CH4 selectivity
around 30.[82]

A silica-based membrane for hydrogen separation can also be modi-
fied by embedding the membrane with various metals or metal oxides
such as cobalt,[33,34,41,45] nickel,[35,40] niobium,[50] palladium,[53] and
zirconia[43] to improve its separation performance and structural stabil-
ity. The incorporation of metal or metal oxides inside the silica mem-
brane is expected to improve its hydrothermal stability by increasing its
resistance against densification when operated at high temperature. This
could then result in an excellent H2/CO2 selectivity around 1500 even
when the membrane was operated at 600 °C and 600 kPa.[33] In addi-
tion, in comparison with the non-doped silica membrane, the hydro-
gen permeation activation energy of the metal-doped silica membrane
is also lower and thus indicating the significant reduction of the dense
structure in the metal-doped silica membranes.[34,35] Despite its proven
efficacy, the metal-loading inside the membrane must also be opti-
mized. For instance, in a zirconia-doped silica membrane, increasing
the zirconia content in the silica sol from 10% to 50% results in a silica
membrane with lower hydrogen permeance and selectivity.[43] The
hydrogen permeation activation energy also increases from 3.4 to
44 kJ mol�1 and thus indicating the densification of the SiO2-ZrO2

network structure. The silica membrane with the lowest zirconia con-
tent also performs better after hydrothermal treatment giving H2/N2

selectivity around 190 compared to around 15 found in the silica
membrane with the highest zirconia content. Similarly, if a silica mem-
brane is doped with more than 50% niobium, structural densification
occurs leading to low H2 permeance and H2/CO2 selectivity around
3 9 10�9 mol m2 s�1 Pa�1 (8.9 GPU) and 15, respectively, after a
hydrothermal treatment.[50] When the content of the niobium is less
than 50%, after hydrothermal treatment, the H2 permeance and
H2/CO2 selectivity of the membrane can still be maintained around
3.1 9 10�8 mol m2 s�1 Pa�1 (92.5 GPU) and 207, respectively.
Moreover, high metal doping might also lead to structural instability of
the silica membranes.[35]

There are also other non-conventional approaches to introduce metal
into the silica membrane. A silica membrane can be binary doped such
as with palladium-cobalt[32] and palladium-niobium.[52] A synergistic
effect can be seen in the case of Pd-Nb BTESE-derived silica membrane,
as illustrated in Figure 4a–c, where the niobium contributes in creating

a denser silica membrane structure to improve the membrane selectivity
while the Pd contributes in enhancing the H2 permeance through pref-
erential adsorption.[52] As a result, the H2 permeance and H2/CO2

selectivity of the Pd-Nb silica membrane can reach up to
1.1 9 10�7 mol m�2 s�1 Pa�1 (328.4 GPU) and 107, respectively,
which is significantly higher than bare BTESE-derived silica membrane.
The introduction of the metal can also be carried out after the fabrica-
tion of the silica membrane as studied in the impregnation of palladium
nanoparticles in the silica membrane through vacuum method as can
be seen in Figure 4d–f.[42] In this case, the Pd nanoparticle might con-
tribute in plugging the membrane defects. As a result, the H2 perme-
ation is more activated in the Pd-impregnated silica membrane as
indicated by higher activation energy at 6.32 kJ mol�1 in comparison
to 4.22 kJ mol�1 observed in the non-modified one because of its
denser structure. Consequently, this results in lower H2 permeance
of the Pd-impregnated silica membrane that is found to be
around 2.3 9 10�8 mol m�2 s�1 Pa�1 (68.7 GPU) than the
non-impregnated counterpart that falls around 3.4 9 10�8

mol m�2 s�1 Pa�1. (101.5 GPU) However, the H2/N2 selectivity of
the former is about four times higher than the latter and reaches 115.

Operating the silica membrane at higher temperature could be more
beneficial for hydrogen separation.[37,41,42,60,75] This has been exempli-
fied by a study showing that the H2/N2 selectivity of the silica mem-
brane can be improved from around 20 to be around 102 by
increasing the temperature from 423 to 873 K.[37] In another study,
the H2/CO2 of a cobalt-silica membrane can also be improved from 45
to 160 by elevating the operating temperature from 100 to 250 °C.[41]

In these cases, the increase of hydrogen selectivity is mainly attributed
to the fact that the permeation activation energy of the hydrogen mole-
cule in the silica membranes is higher than the other light gases. There-
fore, as the operating temperature is elevated, the increase of the
hydrogen permeance is higher than the other light gases and thus
resulting in higher hydrogen selectivity.[37,41,75]

3.2. Zeolite Membranes

In the perspective of the hydrogen separation, employing zeolite
membranes is actually quite promising as it can offer a number of
advantages such as well-defined pore size and better physical
and chemical properties. They can also be operated at high
temperature like a silica membrane since they are inorganic materials.
As illustrated in Figure 5, a number of zeolite membranes
fabricated from different zeolites such as AIPO-18,[90] CHA,[91]

DDR,[92–98] DD3R,[99] FAU,[100–103] LTA,[104–113] Si-CHA,[114,115] sili-
calite 1,[116,117] silicalite 2 MEL,[118] MFI,[119–125] NaA,[126–129] SAPO
17,[130] SAPO 34,[131–140] SSZ 13,[115,139,141–147] STT,[148,149] titanosi-
licate AM-3,[150,151] titanosilicate-umbite,[152,153] and ZSM 5[154–158]

have been investigated for this purpose. They can be fabricated
through two main routes, namely in situ crystallization by
hydrothermal reaction, microwave-assisted or ionothermal
reaction[101,102,104–107,109,110,119,121,125,134] or seeding followed by
secondary growing.[92,111–115,117,118,126–129,131–133,136,138,142,145–147]

Moreover, a stronger attachment between the zeolite and the support
layer can also be achieved through substrate functionalization such as
with 1,4-diisocyanate,[108] 3-aminopropyltriethoxysilane,[102,106,107,129]

3-chloropropyltrimethoxysilane,[104] polyethyleneimine, [128] and
polydopamine.[103,105] By doing this, both the physical and covalent
bond of the zeolite and the support layer can be greatly improved.
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Figure 5. Some examples of zeolites used as a membrane material for hydrogen separation with their corresponding pore diameter and pore aperture. The
pore diameter and aperture data are obtained from the International Zeolite Association (IZA).

Figure 4. Illustration of the synergistic effect of a) the Pd-Nb-BTESE silica membrane and b) the impact of Pd-Nb loading on hydrogen adsorption and c)
gas separation performance. d) Illustration of the palladium-impregnated silica membrane through vacuum-assisted method and e) its impact on the
hydrogen permeation activation energy and f) H2/N2 selectivity. Figures a–c

[52] and Figures d–f[42] are reproduced with permission. Copyright 2020 and 2008,
respectively, Elsevier.
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In addition to a conventional single-layer membrane, a zeolite mem-
brane can also be fabricated as a multi-layer membrane such as in the
case of FAU-LTA,[159] ZSM-5-silicalite-1[154] and multi-layer LTA.[107]

In this case, functionalization with 3-aminopropyltriethoxysilane at the
zeolite interlayer seems necessary to act as a protective barrier for
the existing layer when it undergoes the next synthesis step.[159] One
of the main functions of this strategy is then to heal the defects existing
in the first layer such as observed in the case of triple-layer LTA zeolite
membrane, as illustrated in Figure 6a,b, where the H2 separation factor
from CO2, N2 and CH4 can be increased from 7; 5.8 and 4.9, respec-
tively, observed in the single layer LTA zeolite membrane to be 12.5;
8.6 and 6.5, respectively in the triple-layer LTA zeolite membrane.[107]

The application of this multi-layer approach can then also be widened

by using other materials as the intermediate layer such as
palladium.[160] Apart from its role to separate the hydrogen from nitro-
gen, the zeolite layer also contributes to protect the palladium layer
against cracking in the event of drastic operating temperature changes.
As a result, the H2/N2 separation performance of the zeolite-palladium
composite membrane can be stably maintained at around 300 when
the operating temperature is periodically cycled between 350 and
500 °C. Meanwhile, almost 300% drop in H2/N2 selectivity is
observed in the pure palladium membrane during this cycling.

Despite these numerous investigations, it should also be noted that
not all of the investigated zeolite membranes have shown promising
performance for hydrogen separation as the employment of a zeolite
with pore aperture around 0.3 nm is required to only allow the

Figure 6. a) An illustration to fabricate a multi-layer LTA zeolite membrane functionalized with APTES at the interlayer and b, c) the comparative gas
separation performance of the resulting zeolite membranes with different layers. Reproduced with permission.[107] Copyright 2012 Elsevier.

Energy Environ. Mater. 2024, 0, e12843 7 of 35 © 2024 The Author(s). Energy & Environmental Materials published by
John Wiley & Sons Australia, Ltd on behalf of Zhengzhou University.

 25750356, 0, D
ow

nloaded from
 https://onlinelibrary.w

iley.com
/doi/10.1002/eem

2.12843, W
iley O

nline L
ibrary on [17/11/2024]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense



hydrogen permeation whose kinetic diameter is around 0.289 nm.
Therefore, zeolite membranes such as FAU with pore size around
0.7 nm[100] or silicalite 2 MEL with pore size around 0.55 nm[118]

might not be suitable for this purpose because their hydrogen molecu-
lar sieving capability will be limited.

It does not mean, however, that zeolite with larger pore size should
be completely excluded to be applied for hydrogen separation purpose.
One strategy to utilize this particular zeolite is to do a modification or a
post-treatment process to reduce its pore size in order to enhance the
hydrogen separation performance by using silica. For example, the zeo-
litic pore of the MFI[119–124] and ZSM 5[131,154] can be reduced by
using methyldiethoxysilane (MDES) which is decomposed at high tem-
perature to produce amorphous SiO2. In another study, tetraethylortho-
silicate (TEOS) can also be used as a silica precursor to modify the pore
of a DDR zeolite membrane.[95] The effectiveness of this deposition
process can also be improved by increasing the number of acidic sites
in the zeolite such as through ion exchange process.[123]

This modification process can then significantly improve the hydro-
gen separation performance of a zeolite membrane. For example, in the
case of MFI zeolite membrane, the H2 selectivity against CO2, N2, and
CH4 can be improved significantly from Knudsen selectivity value to be
around 141, 63, and 180, respectively with only about 25% loss on
the hydrogen permeance.[124] In another case, although the untreated
ZSM 5 shows almost no H2/CO2 separation, the H2/CO2 selectivity
can be increased to be around 47 after the modification. However, this
must be compensated with lower H2 permeance that decreases about
one order of magnitude to be around 1 9 10�7 mol m�2 s�1 Pa�1

(298.5 GPU).[131] A similar result is also obtained with the DDR mem-
brane. After modification, up to one order of magnitude lower H2 per-
meance is observed to be around 2 9 10�8 mol m�2 s�1 Pa�1 (59.7
GPU) but the H2/CO2 selectivity can be significantly improved from
2.6 to be around 33.[95]

However, it should be noted that this strategy cannot be generally
applied toward all types of zeolite membrane since it must be ensured
that the modifier fits into the zeolite pore and the membrane has a rela-
tively good quality with low intercrystalline defects.[119] In the case
where the modifier cannot go inside the zeolitic pore, however, there
is still a chance that such a modification can bring a beneficial impact
by modifying the non-zeolitic pores or healing the membrane defective
sites. This has been investigated to modify the SAPO 34 membrane.[131]

In this case, the modifier does not modify the SAPO 34 pore but rather
modifies the non-zeolitic pore because of the difficulty of the MDES to
go into the SAPO 34 pores. After the modification, the H2/CH4 selec-
tivity can be increased to 59 from 39 without any significant loss on
the H2 permeance since the H2 mostly goes through the zeolitic pore.
In another study using DDR zeolite membrane, the membrane is modi-
fied using tetramethoxysilane to heal the defective sites.[98] As a result,
compared to the unmodified membrane, the H2 permeance of the
modified membrane falls to 1.36 9 10�7 mol m�2 s�1 Pa�1 (406
GPU), which is around one order of magnitude lower, but its H2/CH4

selectivity can be significantly improved from around 3 to be
around 45.

Another strategy to use zeolite with relatively large pore size is, as
has also been briefly mentioned above, to fabricate it as a composite
zeolite membrane to exploit the synergistic effect originated from its
constituents. For example, in the case of FAU-LTA composite zeolite
membrane, the pore aperture of FAU is around 0.74 nm.[159] Despite
this, its combination with the LTA can create a new composite mem-
brane with higher hydrogen selectivity (10.6; 8.6 and 7.1 against CO2,

N2, and CH4, respectively) than the membrane fabricated solely from
the FAU (8; 7.2 and 5.6 against CO2, N2, and CH4, respectively) which
could be contributed from the synergistic effects between the two zeo-
lites and their interlayer structure.

In addition to the pore size adjustment, the hydrogen separation per-
formance of a zeolite membrane can also be improved when it is oper-
ated at higher temperature.[120,121,131,139,154] For example, at 150 °C,
the H2/CO2 separation of a ZSM-5/silicalite-1 bilayer membrane is
found to be around 14 which then increases to be around 24 as the
temperature is elevated to 450 °C because of the reduced adsorption
affinity of the zeolite to CO2.

[154] A similar trend has also been
observed for MFI zeolite membrane where the H2/CO2 separation fac-
tor can be increased about three times to be around 21 where it is
operated at 300 °C rather than at 150 °C.[120] However, one cannot
neglect the fact that a contrasting situation might also be observed as
reported in a number of cases. For example, the H2/CH4 selectivity of a
modified SAPO 34 zeolite membrane decreases from around 59 at
25 °C to be around 28 at 250 °C.[131] In another study, a Ti-silicate
zeolite membrane has also shown a decrease in H2/N2 selectivity from
around 47 at 40 °C to be around 31 at 150 °C.[152] Si-CHA zeolite
membrane has also shown a decreasing trend in the H2/CH4 selectivity
from 85 to be around 77 as the operating temperature increases from
25 to 150 °C that is mainly caused by lower H2 permeance at higher
temperature.[114] Therefore, evaluating this trend case by case is partic-
ularly crucial since this behavior depends strongly upon a number of
factors such as the effect of the adsorption of the permeating gases and
the permeation activation energies through the zeolite membranes,
whose differences might also be more strengthened when each gas per-
meates through different pores in the zeolite membrane.[114,152]

Some zeolite membranes such as AIPO-18,[90] DD3R,[99] SAPO-
34,[140] and Si-CHA[114] have also shown a negative hydrogen separa-
tion performance trend with increasing operating pressure. For
instance, when the operating pressure drop increases from 0.2 to
1 MPa, the H2 permeance in the AIPO-18 membrane recues almost half
to be around 0.6 9 10�7 mol m�2 s�1 Pa�1 (179.1 GPU) and its
H2/CH4 selectivity drops from around 25 to 19.[90] In another study
employing Si-CHA, the H2/CH4 selectivity drops from 85 to be around
50 as the pressure drops increases from 0.2 to 1 MPa.[114] Such cases
might be attributed because of the hydrogen coverage in the zeolite
does not linearly increase with increasing pressure because of the weak
hydrogen adsorption resulting in the hydrogen permeance reduction
and thus renders the membrane for being ineffective to inhibit the per-
meation of other light gases.[90,99]

3.3. Carbon-Based Membranes

In the area of carbon-based membranes, there are two material classes
that could be promising for hydrogen purification, namely carbon
molecular sieve (CMS) membrane and graphene-based membranes.
Both materials are very attractive to be applied for this purpose since
they can exhibit a sharp molecular sieving ability to produce a highly
selective membrane.

3.3.1. Carbon Molecular Sieve (CMS)-Based Membranes

CMS membrane is a carbon-based membrane that is produced through
pyrolysis of polymeric precursors. Because of this reason, it can be
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easily inferred that one of the most important aspects in producing a
high-quality CMS membrane for hydrogen separation is the selection of
the polymers. Various polymers have then been investigated as a pre-
cursor for CMS membranes, either as a self-standing or a supported
CMS membrane, applied for hydrogen separation including cellulose or
regenerated cellulose,[161–166] cross-linked polyester,[167] Kapton[168]

lignin-based or lignin-derived polymers,[169–171] Matrimid,[172,173]

novolac polymer (phenol-formaldehyde),[174–178] phenolphthalein-
based cardo poly (arylene ether ketone),[179] polyamides,[180] polyben-
zimidazole (PBI),[181–183] polydopamine,[184] polyetherimide,[185–187]

polyfurfuryl alcohol,[188–192] polyhedral oligomeric silsesquioxanes
(POSS),[193] poly(phthalazinone ether sulfone ketone),[194]

polyimide,[187,195–203] polyimide/azide,[204] polymer of intrinsic
microporosity (PIMs),[205] polypyrrolone,[206] poly(siloxane imide),[207]

Tr€oger’s base polymer,[208–210] wood tar[211] or a blend of polymers
such as poly(2,6-dimethyl-1,4-phenyleneoxide) (PPO)–polyvinylpyrroli-
done (PVP),[212] poly styrene sulfonic acid-Tr€oger’s base polymer,[209]

polyimide-polyvinylpyrrolidone,[213] PBI-Matrimid,[182,214] PBI-
P84,[182,214] and PBI-Torlon.[182,214]

Considering the huge possibilities of the precursors, selecting the
correct precursor for a CMS membrane becomes crucial. For example,
in a systematic study involving four different polyimides with different
groups (aromatic, phenyl ether, (CH3)2, and (CF3)2) results in four dif-
ferent polyimides with four different chain structures: rod-like, curved,
helical, and helical with higher fractional free volume.[201] As expected,
a CMS membrane with the highest H2 permeability around 1673 Barrer
is obtained from the precursor with helical-chain structure and
high free volume, which is constructed from 4,40-
(hexafluoroisopropylidene) bis(p-phenyleneoxy) dianiline (BDAF) and
pyromellitic dianhydride (PMDA), while the CMS membrane con-
structed from the rod-like structure, namely p-phenylenediamine (PPD)
and PMDA, shows the lowest H2 permeability around 366 Barrer. This
is because the pendant groups in the helical-chain polyimide contrib-
utes in sterically hindering the orderliness of the graphite-like sheets
packing leading to a more open micropore structure after the pyrolysis.
However, the H2/N2 selectivity of the former is only found to be
around 12. Meanwhile, the PPD-PMDA-derived CMS membrane shows
H2/N2 selectivity around 73 and thus exhibiting a more enhanced
molecular sieving for hydrogen separation.

Once an appropriate polymer has been chosen, the pyrolysis process
of these precursors can be conducted in the absence of oxygen and the
temperature is usually set to be around 400–1000 °C, which has to be
optimized as this will affect the sp3/sp2 ratio in the CMS membranes. In
this case, a CMS membrane with high quantity of sp3 type of defects
usually exhibits high hydrogen permeance and thus controlling the
conversion of the sp3 to sp2 hybridized carbon is crucial to obtain a
CMS membrane with excellent molecular sieving property.[162,195]

Therefore increasing the pyrolysis temperature of the precursor can
usually bring a positive impact to increase the number of ultramicro-
pores and also the sp2 hybridized carbon resulting in the enhanced
hydrogen molecular sieving of the CMS membranes but optimization is
also necessary in order to avoid the shrinkage of the pores resulting in
a defective CMS membrane.[162,171–173,179,180,205,208,211,212] For
instance, when using aromatic polyamide as the carbon precursor
for the CMS membrane, increasing the pyrolysis temperature from 550
to 925 °C results in a significant increase of H2/CO2 selectivity more
than 150 times to be around 366, although the H2 permeability also
decreases from around 687.4 to 9.1 Barrer. This could be attributed to
the generation of ultra-microporous regions in the CMS membrane that

might exclusively allow hydrogen to be adsorbed and passed through
the membrane resulting as indicated by the enhancement of both the
diffusive and sorption selectivity, as illustrated in Figure 7a,b.[180] A
similar situation is also observed when employing PIM as the carbon
precursor.[205] By increasing the pyrolysis temperature from 600 to
800 °C the H2/N2 and H2/CH4 selectivity increases from around 28
and 40, respectively, to be around 128 and 363, respectively, without
significant reduction of the H2 permeability which can be maintained
around 2177 Barrer.[205] In another study, by increasing the carboniza-
tion temperature of phenolphthalein-based cardo poly (arylene ether
ketone) from 700 to 900 °C, the interlayer spacing of the graphitic-
like crystallite in the CMS also decreases resulting in an increase of
the H2/CH4 selectivity from 311 to 1859, even though this has to be
compromised with the reduction of the hydrogen permeance
from around 4.6 9 10�7 (1373.1 GPU) to be around
2 9 10�7 mol m�2 s�1 Pa�1 (597 GPU).[179] In another investiga-
tion using cellulose hollow fiber as precursor, increasing the pyrolysis
temperature from 500 to 850 °C also brings down the sp3/sp2 ratio of
the CMS membrane from 0.73 to 0.36 resulting in a decrease of H2

permeance from 466.8 GPU to 148.2 GPU but significantly enhancing
the H2/CO2 selectivity from 11.1 to 83.9.[162] In addition to the appro-
priate pyrolysis temperature selection, the dwelling time at this particu-
lar temperature could also crucially affect the performance of the
resulting CMS membrane. For example, as investigated using cello-
phane as the precursor, by prolonging the dwelling time at the final
pyrolysis temperature to 240 minutes, more ultramicroporous regions
in the CMS membrane can be generated.[166] As a result, the H2 perme-
ability only slightly decreases from 148 to 109 Barrer but the H2/CO2

and H2/N2 selectivity can be more than doubled to be around 22 and
1086, respectively.

The hydrogen separation performance of the CMS membranes can
then be improved by employing various strategies. This can be done,
for example, by adding various metals such as aluminum,[176]

copper,[163] iron,[169] ytterbium,[181] and zinc[200] to the precursor.
For instance, in addition to lowering the pyrolysis temperature, the use
of iron as an additive to the precursor also contributes in maintaining
the neck structure of the CMS membrane to improve the hydrogen
selectivity.[169] At the same pyrolysis temperature, the hydrogen per-
meance of the iron-added CMS is not markedly different from the non-
added one, namely 132 versus 124 9 10�9 mol m�2 s�1 Pa�1 (394
vs. 370 GPU), respectively, but the H2/CH4 and H2/N2 selectivity in
the iron-added CMS membrane can be significantly improved from its
non-added counterpart from 54 and 32, respectively, to be 584 and
293, respectively.[169] Similarly, when using zinc as the additive, the
H2 permeability and the H2/CH4 selectivity of the resulting CMS mem-
brane constructed from polyimide can be significantly increased from
5852 to 6768 Barrer and from 84.3 to 370, respectively, as the pres-
ence of Zn2+ ion might help in molecularly sieve the larger gas mole-
cules and barely affect the hydrogen permeation.[200] In another
investigation using ytterbium as the dopant, compared with the pristine
CMS membrane, the H2 permeability of the metal-doped
polybenzimidazole-derived CMS membrane can be increased from 519
to 1556 Barrer while its H2 selectivity against CO2, N2, and CH4 can be
almost doubled to be around 12, 411, and 1532, respectively.[181] In
this case, the ytterbium can establish a coordination bonding with the
imidazole precursor resulting in tightened interchain packing of
the precursor. As a result, after carbonization, more ultramicropores
regions can be formed which are responsible to enhance the hydrogen
molecular sieving.
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In addition to metal doping, the CMS precursor can also be mixed
with other materials such as glycerol,[164] micro-nanocrystalline
cellulose,[215] propylene glycol,[164] pyrophosphoric acid,[183]

TiO2,
[189] and zeolite.[189,216–218] The beneficial aspect of having this

composite is the possibility of the additive to tailor the porous structure
of the resulting CMS membranes and rendering them to be more

suitable for hydrogen separation.[164,215,218] For instance, by using
around 1 wt% of propylene glycol as the additive, the H2/CH4 selectiv-
ity of the cellulose-derived CMS membrane can be increased to 3498
from 684 observed in the CMS membrane fabricated without
additive.[164] This performance does not have to be compromised with
low hydrogen permeability since it can be maintained around 500

Figure 7. a) The illustration and the trend of the ultra-microporous generation through pyrolysis at different temperatures of an aromatic polyamide as a
precursor of CMS membrane and b) the hydrogen separation performance of the resulting CMS membranes pyrolyzed at different temperatures. Reproduced
with permission.[180] Copyright 2022, American Chemical Society.
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Barrer. In another study using zeolite as an additive at 7.5 wt%, the H2

permeability in the 10X zeolite-doped CMS membrane can be
improved to 1709 Barrer with H2/N2 and H2/CH4 selectivity of 105
and 551, respectively.[216] The additive such as pyrophosphoric acid
can also act as a cross-linking agent for polybenzimidazole.[183] By
using the cross-linked polybenzimidazole as a CMS precursor, a CMS
membrane containing sub 0.33 nm ultramicropores, which is crucial
for the hydrogen molecular sieving ability, can be fabricated by pyro-
lyzing the precursor at relatively low pyrolysis temperature around
600 °C. As a result, a CMS membrane with H2 permeability up to 140
Barrer and H2/CO2 selectivity around 58 can be obtained.

Alternatively, the hydrogen separation performance of a CMS mem-
brane can also be improved through post-modification strategy. This
has been investigated, for example, by post-modifying the pore of the
polyimide and polyetherimide-derived CMS membranes with a carbon
layer formed from the carbonization of poly(p-phenylene oxide).[187]

Compared with the pristine CMS membranes, the H2 permeability of
the post-modified CMS membranes can be increased almost three times
to be around 1450 and 812 Barrer for poly(p-phenylene oxide)/polyi-
mide and poly(p-phenylene oxide)/polyetherimide, respectively. More
remarkably, the H2/N2 and H2/CH4 selectivity for both CMS mem-
branes can also be significantly improved from the range of 9–17 to be
around 172 and 18–24 to be around 136 for poly(p-phenylene oxi-
de)/polyimide and poly(p-phenylene oxide)/polyetherimide, respec-
tively. This has been attributed to the formation of the carbon layer
from poly(p-phenylene oxide) that can simultaneously improve the
hydrogen molecular sieving by reducing the pore size of the polyimide
and polyetherimide-derived CMS membranes and also enhance their
gas sorption.

As the gas transport through the CMS membranes are also an acti-
vated process, the hydrogen selectivity of this material can also be
affected by the operating temperature. In this case, operating the mem-
brane at higher temperature might result in an increase in hydrogen
selectivity[161,162,195,208] even though a number of studies have also
observed the contrasting trend.[163,174,179,198] Higher operating tem-
perature usually leads to the faster diffusion of the hydrogen. Mean-
while, the impact of the sorption of other gases also becomes lower
resulting in an increase of hydrogen selectivity.[162] However, when
the hydrogen permeation across the CMS membranes is less affected by
the change of the temperature compared with other gases, as usually
indicated through the permeation activation energy, the reverse situa-
tion might occur, namely lower selectivity at high temperature.[163,174]

It has also been reported that higher operating pressure might help to
increase the CMS membrane hydrogen selectivity.[208] An increase of
around 20% in H2/CO2 and H2/N2 selectivity and 50% in H2/CH4

selectivity has been reported as the operating pressure is increased from
2 to 4 bar as the H2 permeability barely changes compared to other
gases.[208]

One of the most crucial issues encountered in the CMS membrane is
the aging phenomenon which is caused by sorption of oxygen and
water molecules.[162,169,207,218] For instance, it has been observed that
after 400 days storing in ambient condition, almost half of the hydro-
gen permeance is lost.[169] In another study, 50 days of storage leads to
the reduction of H2 permeance and H2/CO2 selectivity about 40% and
10%, respectively.[162] Regarding this phenomenon, it seems likely
that, when the aging is reversible, the membrane performance might
be partially brought back through heat treatment.[162] For instance, it
has been observed that up to 74% of the H2 permeability can be recov-
ered after heat-treating the aged CMS membrane.[218] However, it can

also happen that the physisorption or chemisorption occurring in the
CMS membrane is already irreversible and thus heat treating the CMS
membrane does not help to gain back its initial performance.[163,169]

Therefore, in order to make the CMS membrane performance more sta-
ble and predictable, a high temperature treatment in the air atmosphere
might then be carried out to fasten the aging. It has been observed that
this process can half the aging time of a CMS membrane from 28 to
14 days before the hydrogen permeability stabilizes.[207]

3.3.2. Graphene-Based Membranes

Graphene is a 2D nanomaterial of a carbon allotrope where the carbon
atoms are arranged in a hexagonal lattice. Although a perfect graphene
membrane is impermeable to any gases, its defective counterparts could
be used in a gas separation process. In the field of hydrogen purifica-
tion, this has been demonstrated by using graphene with exceptionally
high hydrogen permeance (in the order of 10�2 mol m�2 s�1 Pa�1,
around 3 9 107 GPU) with satisfactory H2/CO2 selectivity around 8
when its thickness can be controlled within the atomic scale.[219,220]

The graphene membrane can also be modified using ozone to simulta-
neously control its defective sites to improve the hydrogen permeance
and selectivity up to around 300% and 150%, respectively.[221] The
pores in the graphene material can also be artificially fabricated such as
by employing focused ion beam, which can then be further modified
by depositing nickel microislands responsible to enhance the CO2

adsorptive property and thus hindering its permeation.[222] As a result,
a graphene membrane with H2 permeance H2/CO2 selectivity around
20 000 GPU and 26, respectively, can be obtained. However, most
studies are more directed toward the use of its derivatives, namely gra-
phene oxide (GO) and reduced graphene oxide (rGO). Differing from
graphene, GO is not a completely 2D material and therefore can be
non-uniformly stacked to become permeable to small gases, as long as
the energy barrier of gas permeation can be surpassed.[223]

A defect-free GO membrane for hydrogen separation can be pre-
pared through different methods such as vacuum filtration,[224–237]

spin coating,[223,227,238] and spray-evaporation.[239] Regardless of the
chosen method, the GO membrane fabrication is usually initiated by
preparing a GO suspension. In order to obtain a good GO membrane,
the steps involved in this phase, such as centrifugation and dilution,
need to be optimized.[224] Once a good GO suspension is obtained, the
next crucial step is to obtain a smooth GO membrane with less wrinkle
sites and excellent interlayer stacking resulting in an optimum d spacing
between the GO nanosheets that is sufficient to molecularly sieve
hydrogen from other light gases. In this step, modifying the substrate
with Silicalite-1 to improve the interfacial adhesion of the GO
membrane,[237] synthesizing the GO with Brodie instead of Hummer
method,[232] having a large GO nanosheets, which can be obtained
through repeated freeze–thaw method[227] or pre-cross-link the GO
nanosheets with cations,[235] ethylenediamine,[228] or cysteamine[234]

have been proven to be helpful to control the d spacing of the GO
membrane so it can perform well for hydrogen purification. In the case
of spin-coating, directly spin-coating a GO solution on a polyethersul-
fone substrate, rather than firstly contacting the substrate to the air-
liquid interface of the GO suspension, can produce a GO membrane
with interlocked layer structure exhibiting molecular sieving
ability.[223] In another study, spinning polyethyleneimine as an inter-
mediate layer between GO nanosheets, as can be seen in Figure 8c,d,
might also help to reduce the electrostatic repulsive force between two
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GO nanosheets and thus resulting in a more homogeneous interlayer
GO stacking.[238] When compared with the normal GO membrane pre-
pared without PEI as the intermediate layer, the H2/CO2 selectivity of
the latter is about six times higher reaching about 30 with H2 perme-
ability around 1200 Barrer. Meanwhile, in the case of self-standing GO
membrane, Even though most of the GO membranes for hydrogen sep-
aration are fabricated on a porous support, using a slow filtration rate
during the collection of the GO nanosheets is crucial to produce a good
GO membrane exhibiting a molecular sieving capability as faster filtra-
tion leads to a more haphazard arrangement of the GO stacks and thus
producing a looser membrane.[240]

The hydrogen separation performance of a GO membrane can then
be influenced by a number of factors but the gas pathways in a GO
membrane is considered to be mainly influenced by the interlayer spac-
ing of the GO sheets and the structural defects.[223] The interlayer
spacing of a GO membrane can then be reduced by reducing it into an
rGO membrane.[241] However, this strategy barely positively impacts
the hydrogen separation performance of the modified membrane.[225]

Therefore, controlling the structural defects of a GO membrane might

be a more effective way to obtain a GO membrane with excellent
hydrogen separation performance. In this case, it has been observed that
the hydrogen permeance in a GO membrane decreases exponentially as
the membrane thickness increases.[224] It is then hypothesized that the
hydrogen and other small gases permeate through the structural defects
of the GO membrane with molecular sieving ability. Therefore, by
optimizing the membrane thickness down to 9 nm, a GO membrane
with H2/CO2 and H2/N2 selectivity of around 3400 and 900, respec-
tively, can be obtained.[224]

Moreover, the hydrophilicity of the GO membrane and the presence
of various functional groups in the GO membrane can also influence
the hydrogen separation performance. It has been observed that a GO
membrane might show a CO2-philic transport property in its pristine
state where CO2 is the fastest gas transported across the membrane.[223]

However, this condition can be reversed by thermally annealing and
operating the membrane at elevated temperature to open up the GO
pore and renders it to be less CO2-philic and thus resulting in H2/CO2

selectivity around 40. However, it should also worth to note that, even
though the hydrogen permeance of a GO membrane can be enhanced

Figure 8. a) Illustration of the strategy to fabricate a GO membrane with freeze–thaw approach and c) PEI as an intermediate layer and their corresponding
hydrogen separation performance shown in (b, d), respectively. Figures a, b[227] and Figures c, d[238] are reproduced with permission. Copyright 2016,
American Chemical Society.

Energy Environ. Mater. 2024, 0, e12843 12 of 35 © 2024 The Author(s). Energy & Environmental Materials published by
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at high temperature, operating the GO membrane at elevated tempera-
ture might also result in the reduction of its initial
selectivity.[223,229,231,233,236] For example, when operated at 120 °C,
although the hydrogen permeance increases up to three times com-
pared to the room temperature operation, the H2/CO2 selectivity of a
GO membrane has been observed to get lower from around 240 to
47.[227] In another study, the H2/N2 selectivity of a surfactant-modified
GO operated at 100 °C also reduces to be around 10 from 30 when
operated at room temperature.[231] This might then be caused by vari-
ous factors including the faster diffusion process of the gas transport at
high temperature and also because the GO membrane becomes more
porous.[223,231]

3.4. Metal Organic Frameworks (MOF)- and Covalent Organic
Frameworks (COF)-Based Membranes

3.4.1. Metal Organic Framework-Based Membranes

In the last two decades there is a growing interest in the research and
development in the field of metal organic frameworks (MOFs) as a
promising next generation of porous materials that can be used for var-
ious purposes such as environmental remediation,[242] water
purification,[243] sensor,[244] and also gas separation.[245] As the name
indicates, MOF is constructed from metal clusters which are connected
by organic linkers. In addition to its high surface area and porosity, one
of the main selling points of MOFs is their tailorable architecture,
which means that one can rationally design a MOF for a specific pur-
pose and this possibility is principally endless.

Various MOFs, as illustrated in Figure 9, have then been investigated
to be achieve this objective such as CAU-1,[246] CAU-10-H,[247]

CAU-10-PDC,[248] CuBTC,[249–258] MIL-53(Al),[259] MIL-53(Al)-
NH2,

[260,261] MOF-74(Mg),[262] MOF-74(Ni),[263] UiO-66,[264,265]

UiO-66-NH2,
[266] ZIF-7,[267–270] ZIF-8,[257,267,270–298] ZIF-9,[299,300]

ZIF-67,[300–302] ZIF-78,[303] ZIF-90,[304–306] ZIF-95,[307–309] and
ZIF-100.[310] As in the case of the zeolite membrane, there
are two main routes that can be used to fabricate a MOF
membrane for hydrogen separation, namely in situ
crystallization[247,254,256,267,270,274,276,280,299] and seeding followed
by crystal growing.[248,253,257,260,263,265,266,268,277–279,285,286,303,308]

However, in the case of MOF membranes, there are more rooms to
be explored as this material offers a different chemistry than zeolite.
One of the strategies that are often explored is by separately prepar-
ing the metal and ligand solution which can then brought in contact
through different methods. For example, a substrate can be firstly
covered by metal hydroxide nanostrand, metal oxide, or metal sol to

be later converted into MOF once exposed to the ligand precursor
either in the solution or in a vapor-assisted mode as exemplified in
the case of CuBTC[251,258] and ZIF-8.[283,293,297] Another strategy is
by employing a layer by layer assembly method where the
substrate is exposed consecutively to the metal and ligand
precursor.[255,273,275,301] Counter-diffusion is also another method
to produce a MOF membrane where the metal and ligand precursor
are located on the different side of the substrate so the substrate acts
as a porous barrier between the two precursors. This method has
been used to produce ZIF-8 membrane.[271,288] A rather rapid MOF
membrane can also be fabricated through an evaporation-induced
crystallization,[249] electrospray deposition,[269] or crystallization
using sustained precursor method[294] which can significantly
reduce the production time of the MOF membranes. Moreover,
MOF membranes can also be produced with a certain orientation to
improve its hydrogen molecular sieving effect. This is exemplified
in the case of ZIF-95 where the presence of MOF seeds and MOF
building block on a porous substrate can be converted into c-
oriented dense membrane through vapor-assisted process.[309]

The substrate for the MOF membranes can also be firstly modified
before the MOF is grown on its surface. In the case of inorganic sub-
strates, they can be firstly coated or modified by various methods such
as immersing in the ligand solution,[272] oxidization,[256] coating with
various molecules such as 3-aminopropytriethoxysilane,[286,299,304,307]

3-aminopropytriethoxysilane-TiO2,
[289] chitosan,[253] cobalt

nanosheets,[302] gelatin containing metal hydroxide
nanostrands,[279] layered double hydroxide (LDH),[281] LDH-ZnO,[276]

metal gels,[291] poly(methyl methacrylate) (PMMA) which is
followed by hydrolysis process,[254] polydopamine,[310]

polydopamine-modified carbon nanotube,[290] and
ZnO.[274,280,282,284,295,300] Meanwhile, in the case of a polymeric
substrate, hydrolysis,[250] ammoniation[252,261] or coating with
other materials with similar property as the MOF, such as metal phe-
nolic networks,[292] metal ions,[250] or ZnO array,[270] can also be
an option to increase the MOF attachment to the support.

In the first development of a MOF membrane for hydrogen separa-
tion, a number of researches have been devoted to CuBTC since this
MOF is relatively simple to be prepared. However, considering its rela-
tively big pore aperture, the separation factor might not be too satisfac-
tory. Addressing this issue, zeolitic imidazolate frameworks (ZIF)
family MOF which possesses the properties of both zeolite and
MOF,[311] such as ZIF-7, ZIF-8, ZIF-9, ZIF-95, and ZIF-100 might
offer a more promising separation performance since their pore aper-
ture usually lies around 0.3 nm. Using a microfluidic approach, a ZIF-
7 membrane has exhibited H2 permeance around 22 9

10�10 mol m�2 s�1 Pa�1 (6.6 GPU) and H2 selectivity against N2

Figure 9. Some examples of MOFs used as a membrane material for hydrogen separation with their corresponding pore size.[248,261,268,285,314]
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and CH4 around 35 and 34, respectively.[267] In another investigation,
a ZIF-7 membrane with higher H2 permeance about
4.5 9 10�8 mol m�2 s�1 Pa�1 (134 GPU) can be obtained with H2

selectivity against CO2, N2, and CH4 around 13.6; 18 and 14,
respectively.[268] In the case of ZIF-8, up to around 23 and 78 in
H2/N2 and H2/CH4 selectivity, respectively, with H2 permeance
1.4 9 10�8 mol m�2 s�1 Pa�1 (41.8 GPU) has been reported.[276]

Even though the ZIF-8 framework is reported to be flexible and its pore
aperture is a little bit bigger than ZIF-7, such a high hydrogen selectiv-
ity could be associated with the reduction of the ZIF-8 grain size and
the suppression of the ZIF-8 framework flexibility when it is grown in
the confined environment of ZnO nanocrystals. Using the same idea of
a confined growing of ZIF-8, an ultrathin ZIF-8 membrane with thick-
ness around 550 nm can also be produced using a counter-diffusion
approach employing polydopamine-wrapped single-walled carbon
nanotube as the interlayer.[271] The resulting membrane shows H2 per-
meance around 6.3 9 10�7 mol m�2 s�1 Pa�1 (1880 GPU) and H2

selectivity against CO2, N2, and CH4 around 43, 20, and 38, respec-
tively. A good separation performance has also been exhibited by ZIF-9
membrane that has H2 permeance and H2/CO2 separation factor
around 1.1 9 10�7 mol m�2 s�1 Pa�1 (328.4 GPU) and 22,
respectively.[299] Using a secondary growing strategy by utilizing the
ZIF-95 nanosheet geometry as the seed, a defect-free ZIF-95 membrane
can also be grown on an alumina substrate showing a promising H2

separation performance.[308] The H2 permeance of the membrane is
reported to be around 1.7 9 10�7 mol m�2 s�1 Pa�1 (507.5 GPU)
and its H2 selectivity against CO2, N2, and CH4 is found to be around
42, 37, and 40, respectively. When the orientation of the ZIF-95 can
be controlled, a slightly better performance with H2 permeance around
7.9 9 10�7 mol m�2 s�1 Pa�1 (2358.2 GPU) and H2/CH4 selectiv-
ity around 54 can also be obtained.[309] In the case of ZIF-100, it has
been found that the H2/CO2 selectivity of this MOF membrane can
reach 70 with H2 permeance around 5.8 9 10�8 mol m�2 s�1 Pa�1

(173.1 GPU).[310] Even though its pore aperture is slightly larger than
the kinetic diameter of CO2, its high separation performance is attrib-
uted to the strong CO2 adsorption within the framework resulting in
the retardation of CO2permeation.

In order to further improve the hydrogen separation performance,
the MOF membranes can also be post-modified such as through func-
tionalization. For instance, a ZIF-67 membrane can be post-modified
by introducing ethylenediamine into its pores.[302] Even though the H2

permeance decreases more than twice to be around 6.5 9

10�7 mol m�2 s�1 Pa�1 (1940.3 GPU), the H2/CO2 selectivity can
be significantly improved from around 17 to 30. Using the same mole-
cule, the pore of MOF-74(Mg) has also been successfully modified to
improve its H2/CO2 separation from around 11 to be 28 while main-
taining H2 permeance around 1.2 9 10�7 mol m�2 s�1 Pa�1 (358.2
GPU).[262] In addition to the pore narrowing effect, the presence of the
amine group from ethylenediamine in a MOF with big pore aperture
such as MOF-74(Mg) can also hinder the CO2 passage through the
adsorption effect. Post-modification can also be carried out by exploit-
ing the functional group in the MOF such as with the aldehyde group
of ZIF-90 which can be functionalized through imine condensation
with ethanolamine[305] or with organosilica.[306] Compared with the
non-modified membrane, the H2 permeance of the ethanolamine-
functionalized ZIF-90 only drops around 16% to be around
2 9 10�7 mol m�2 s�1 Pa�1 (597 GPU) but the H2 selectivity
against CO2, N2, and CH4 significantly improves to be around 15, 16,
and 19, respectively. A more significant improvement, however,

is obtained for the organosilica-modified ZIF-90, as illustrated in
Figure 10a, which shows H2 selectivity against CO2 and CH4 to be
around 20 and 71, respectively. Post-modification can also be carried
out with rapid thermal treatment as exemplified in ZIF-8.[298] By
thermally treating the ZIF-8 at 360 °C for less than 10s, the lattice flexi-
bility of the ZIF-8 can be significantly reduced and thus resulting in a
ZIF-8 membrane with H2/N2 and H2/CH4 selectivity of more 200,
which is more than 10-fold improvement than the pristine ZIF-8 mem-
brane and also significantly higher than most of the ZIF-8 polycrystal-
line membranes.

As in the case of zeolite membrane, a MOF membrane for hydrogen
separation can also be fabricated from two different MOFs constructed
as double layer, as studied in ZIF-90/ZIF-8,[294] ZIF-8/ZIF-9,[312] and
ZIF-67/ZIF-9.[312] In the case of ZIF-8/ZIF-9 and ZIF-67/ZIF-9, the
main rationale to exploit the hydrogen molecular sieving property from
ZIF-9 that has smaller pore size than ZIF-8 and ZIF-67.[312] Meanwhile,
both ZIF-8 and ZIF-67 contributes in reducing the CO2 preferential
adsorption. Using this strategy, the H2 permeance of the ZIF-8/ZIF-9
and ZIF-67/ZIF-9 at 150 °C is found to be around
83.9 9 10�9 mol m�2 s�1 Pa�1 (250.4 GPU) and 53.3 9

10�9 mol m�2 s�1 Pa�1 (159.1 GPU), respectively, and its H2/CO2

selectivity is found to be around 9. In another investigation, a double
layered MOF membrane of ZIF-8/ZIF-67 and ZIF-67/ZIF-8 have been
studied for hydrogen separation.[301] Compared with the ZIF-67 mem-
brane, the H2 selectivity against CO2, N2, and CH4 can be improved
almost twice to be around 13, 10, and 11, respectively. This might be
attributed to the increase of the surface smoothness when growing the
second layer of the MOF resulting in a MOF membrane with less defect
densities.

One of the strongest performing MOFs for the hydrogen separation
probably comes from the employment of nanosheet architecture. In this
case, a study using 2D CuTCPP membrane which is grown in the
c-orientation has shown a promising H2 permeance and H2/CH4 selec-
tivity around 2.4 9 10�7 mol m�2 s�1 Pa�1 (716.4 GPU) and 55,
respectively.[313] Even though the pore aperture of this MOF is quite
large around 1 nm, by growing the MOF as a highly oriented mem-
brane, the AB stacking of the MOF can be established resulting in a
reduction of the pore aperture and thus imparting the hydrogen molec-
ular sieving ability. A different situation is encountered, however, in
the case of Zn2(bim)4 because its pore aperture is already very tight
around 0.21 nm and thus can potentially only allow hydrogen to pass
through while rejecting all other light gases.[314] It has been success-
fully fabricated as a 1 nm thickness membrane through drop casting
method on a hot surface. The H2 permeance of this membrane is
reported to be as high as 2700 GPU with around 291 H2/CO2 selectiv-
ity. Using the same strategy others sub-10-nm 2D MOFs such
as Zn2(bim)3 MOF membrane, as illustrated in Figure 10b,c,
with H2 permeance and H2/CO2 selectivity around 65.1 9

10�8 mol m�2 s�1 Pa�1 (1943 GPU) and 128, respectively[315] and
[Cu2Br(IN)2]n with H2 permeance around 600 GPU and H2/CO2

and H2/CH4 selectivity around 190 and 290, respectively, can also be
produced[316] and thus demonstrating the versatility of this approach to
fabricate a 2D MOF membrane with excellent hydrogen separation per-
formance. In another study, an ultra-thin ZIF-L nanosheet membrane
with a membrane-interlocked-support (MIS) architecture has also been
developed by confining the grow of the nanosheets inside the voids of
the porous support.[317] As a result, a MOF membrane with high H2

permeance around 4033 GPU and a very good H2/CO2 selectivity of
around 321 can be obtained because the membrane intercrystalline
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Figure 10. a) The Illustration of the ZIF-90 pore modification using organosilica and the impact of the modification process on the hydrogen separation
performance. b) The illustration of the fabrication process of 2D Zn2(bim)3 MOF membrane through exfoliation and drop-casting on a hot substrate and c)
its hydrogen separation performance. Figure a[306] and Figures b, c[315] are reproduced with permission. Copyright 2012 (a) and 2017 (b, c) John Wiley and
Sons, Inc.
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structure is significantly reinforced. One of the most interesting features
related to the 2D MOF membrane is the inverse relationship that could
occur between membrane thickness and selectivity. In the case of
Zn2(bim)4, stacking the nanosheets more than a few layers can reduce
the H2/CO2 selectivity from 291 up to 53.[314] Similarly, in the case of
Co2(bim)4 2D membrane which is fabricated using ligand–vapor phase
transformation of a cobalt gel, increasing the membrane thickness from
57 to 750 nm results in the decrease of the H2/CO2 selectivity
from 58.7 to around 10.[318] This phenomenon then suggests the
dependency of the gas selectivity on the nanosheet stacking behavior
(i.e., misalignments or orderliness) which could lead to the generation
of non-selective voids in the nanosheet stacking resulting in the reduc-
tion of gas selectivity.

Advancement in this field has also revealed the possibility to utilize
the competing permeating gas to further enhance the gas selectivity.
For instance, the performance of a CAU-10-PDC membrane has been
observed to be significantly affected by the CH4 molecule since it
can induce the conformational change in the crystal lattice of the
MOF.[248] During the initial period of separation, the H2 permeance
is found to be 3326 Barrer with H2/CH4 selectivity around
2 9 10�8 mol m�2 s�1 Pa�1 (59.7 GPU). After more than
1300 minutes equilibration time, the H2 permeance drops almost one
order of magnitude lower but the H2/CH4 selectivity increases to be
around 101. This could be attributed to the change of the pore limiting
diameter of the MOF from 0.415 to 0.295 nm upon exposure to CH4.
Another case is also observed in the amino-modified Zn2(bim)4, which
is synthesized through a mixed ligand strategy by mixing benzimid-
azole and 5-aminobenzimidazole.[319] The H2 permeance of the result-
ing nanosheet membrane is around 1966 GPU with a very high
H2/CO2 selectivity around 985, which could be caused by the CO2

molecules that are physisorbed at the interlayer of the nanosheets dur-
ing permeation and thus contributing to regulate and stabilize the
nanosheet stacking resulting in a significant improvement of the molec-
ular sieving capability of the membrane.

In addition to the 2D MOF, another promising approach can also be
seen in the direction of the employment of MOF-glass membrane. This
has been investigated by using ZIF-62 because it has the glass-forming
ability.[320] The MOF-glass membrane is obtained by melt-quenching
process where it is subjected to the melting temperature before being
cooled down to form the glass. The advantage of this approach is, dur-
ing the melting process, the MOF is in the liquid phase and thus has
the ability to penetrate the porous support and also heal its intercrystal-
line defects generated during the polycrystalline membrane fabrication.
In addition, the resulting MOF glass can still maintain its microporous
structure and thus able to separate hydrogen from the light gases. The
H2 permeability of this membrane has been reported to be around
4600 Barrer with selectivity against N2 and CH4 to be 53 and 60,
respectively.

For some of the MOF membranes, increasing the operating tempera-
ture does seem to benefit the hydrogen separation performance. This is
evidenced, for instance, in the case of ZIF-7 membranes where the
H2/CO2 selectivity increases at higher operating temperature.[267–269]

In one study, this value can improve remarkably to 13.6 from 5.4 as
the operating temperature increases from 50 to 220 °C.[268] In the case
of ZIF-95 membrane, the H2/CO2 separation factor also increases from
around 19 to be around 42 as the temperature goes up from 50 to
200 °C.[308] The H2/CO2 selectivity of a 2D MOF membrane
Zn2(bim)3 has also shown the same trend where it increases from
around 120 to be 160 as the operating temperature increases from 20

to 120 °C.[315] In these cases, higher temperature will considerably
enhance the H2 diffusion compared to other gases, as can be indicated
through the permeation activation energy. In addition, the adsorption
of other gases might also be hindered as the temperature increases.

A contrasting trend, however, Is also reported as can be seen in the
selectivity trend of a CuBTC,[250] MIL-53(Al)-NH2,

[261] MOF-74
(Mg),[262] amine-modified MOF-74(Mg),[262] ZIF-9[299] and ZIF-
100.[310] For instance, the H2/CO2 selectivity of a ZIF-9 membrane
reduces from around 22 at 25 °C to be around 15 at 125 °C. Such a
decrease in the selectivity can also be more pronounced in a MOF
membrane with high affinity toward CO2. For instance, the amine-
modified MOF-74(Mg) experiences a drop in H2/CO2 selectivity from
28 to around 10 as the operating temperature increases from 25 to
100 °C.[262] Meanwhile, its non-modified counterpart only exhibits a
slight drop from 10.5 to be around 10. In these cases, the diffusion of
the competitor gases is more affected by the change of the operating
temperature, as can be indicated by their activation energy, and thus
increasing the competitive diffusion process of hydrogen to go through
the membrane. Another example can be seen in the case of ZIF-100
membrane, where the H2/CO2 separation is highly dependent on the
retardation of the CO2 permeation because of the strong adsorption,
increasing the operating temperature from 25 to 150 °C results in the
reduction of H2/CO2 selectivity from 70 to around 20.[310] This is
because less CO2 is adsorbed at higher temperature and therefore it can
permeate more freely resulting in lower H2/CO2 selectivity.

3.4.2. Covalent Organic Frameworks-Based Membranes

Differing from MOF, covalent organic frameworks (COF) is completely
built from organic materials and thus does not contain any inorganic
parts. As in MOF, the architecture of COF can also be rationally tuned
and thus rendering it for principally having endless possible structure.
There are a number of studies using different type of COFs investigated
for hydrogen separation process such as ACOF-1,[321] COF-
300,[322,323] COF-320,[324] DMTA-TAM-COF,[325] LZU-1,[321,326] N-
COF,[323] TFB-BD,[326] TpEBr,[327] TpPaMe,[328] and TpPa-SO3Na.

[327]

As in the case of MOF membrane fabrication, the porous substrate
for the COF membrane fabrication can also be modified using different
approach in order to improve the attachment of the COF membrane
such as by using 3-aminopropyltriethoxysilane[321,324] and
polyaniline.[322,325] Such a stronger attachment is possible since a cova-
lent bond can be established between one of the COF monomers and
the modifier. For example, by using 3-aminopropyltriethoxysilane, the
amino group of this molecule can react with the aldehyde group
through imine condensation.[324] In addition, the substrate can also be
functionalized to control the orientation of the COF membrane as
exemplified by the use of cobalt–aluminum-layer double hydroxide
(CoAl-LDH) layer to vertically grow COF-LZU-1 and TFB-BD COF
membranes.[326] However, it is also possible to fabricate a self-standing
COF membrane in the absence of a porous substrate as exemplified in
the case of N-COF and COF-300.[323] This strategy relies on molding
the mixture of the COF building blocks and transforming them into a
crystalline structure in an autoclave with the assistance of the vapor
from the solvents.

Despite these numerous attempts, not all of them have shown an
excellent performance for hydrogen separation because of their rela-
tively big pore aperture. For example, COF-320 membrane with pore
aperture around 0.8 nm also shows H2 selectivity against N2 and CH4
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around 3.5 and 2.5, respectively.[324] A better performance has then
been shown by LZU-1 COF membrane with around 1.8 nm pore aper-
ture that has moderate H2 selectivity against CO2, N2, and CH4 around
6, 8, and 9, respectively.[321] However, it a rather sharp hydrogen
molecular sieving cannot be seen in these cases.

There are, however, cases where a sharp hydrogen molecular sieving
is observed in COF membranes. For example, in the case of N-COF and
COF-300, the H2/CO2 separation factor is found to be around 13.8
and 11, respectively, while the H2 permeance is around 4319 and
5160 GPU, respectively.[323] In both cases, although the pore aperture
of the COF is relatively big, the CO2 molecules do have a tendency to
get adsorbed in the COF’s pores while the H2 can diffuse freely result-
ing in high H2 permeance and selectivity. Numerous studies have also
been attempted to improve the molecular sieving capability of the COF
membranes.

One possible strategy to improve the hydrogen molecular sieving in a
COF membrane is to fabricate it as a dual-layer membrane as in the case
of zeolite and MOF. In this case, a dual-layer LZU-1–ACOF-1 membrane
has been successfully fabricated with H2 permeability around 600 Barrer
and has exhibited a high H2 selectivity against CO2, N2, and CH4 around
24, 84, and 100, respectively.[321] Such a high hydrogen selectivity can
be obtained because of the interlacing of the pore network at the inter-
face between the COF layers resulting in improved molecular sieving.
Another strategy is to vertically aligned the COF rather than convention-
ally aligning them horizontally. In this case, the separation process will
take place through the interlayer spacing of the COF which is around
0.3–0.4 nm and thus can perform hydrogen molecular sieving.[326]

Using this strategy, the LZU-1 COF membrane has shown H2 permeance
around 3500 GPU with H2/CO2 and H2/CH4 selectivity around 30.

Another strategy is to stack the COF membrane with other materials
with opposing charge to reduce its pore aperture. In this case, a combi-
nation of cationic TpEBr COF nanosheet and anionic TpPa-SO3Na COF
nanosheet has been studied for showing a great promise for hydrogen

separation.[327] As illustrated in Figure 11, the rationale behind this
strategy is to reduce the pore aperture of the COF’s constituents by
alternately stacking the cationic-anionic COFs on a porous alumina sub-
strate using the Langmuir–Schaefer (LS) method. As a result, an ultra-
thin 41 nm COF composite membrane can be fabricated showing H2

permeability around 108 Barrer and H2 selectivity against CO2, N2, and
CH4 around 26, 40, and 74, respectively. This is in stark contrast to the
H2 selectivity of both COF constituents against CO2, N2, and CH4

which is only found to be moderate in the range of 7, 10, and 12,
respectively. Using the same strategy, the pore aperture of cationic
TpPa-1 COF can also be reduced by stacking with non-porous
anionic MXene Ti3C2Tx by utilizing the opposite charge of the
two materials.[329] Compared with the pure TpPa-1 COF membrane,
the H2 permeance of the composite decreases from 73.9 9 10�8

mol m�2 s�1 Pa�1 (2206 GPU) to 23.5 9 10�8 mol m�2 s�1 Pa�1

(702 GPU) but the H2/CO2 selectivity can be significantly improved
almost six times to be 64.

As observed in the MOF membranes, the hydrogen separation per-
formance in COF membranes can also be affected by the operating tem-
perature considering the activated diffusion process of the hydrogen. It
has been reported that increasing the operating temperature can
improve the hydrogen selectivity toward the light gases.[327] This
can happen when the hydrogen permeation is more affected by the
change of temperature in comparison to other gases, which might also
be effectively blocked because of the molecular sieving effect.[327] For
some cases, the H2 selectivity can also be unchanged or slightly
drop.[321,323] In these cases, the activated diffusion process of the light
gases is in a strong competition with the hydrogen and thus resulting
in unchanged hydrogen selectivity or a slight reduction since the
hydrogen permeation will be slightly blocked.[323]

A membrane for hydrogen separation can also be constructed from
a composite containing both MOF and COF. The first strategy is to fab-
ricate them as a bilayer membrane. This has been investigated by a

Figure 11. a) A schematic to improve the hydrogen molecular sieving in a COF membrane by alternately stacking cationic and anionic COF and b) the
hydrogen separation performance of the resulting COF membrane. Reproduced with permission.[327] Copyright 2020 American Chemical Society.

Energy Environ. Mater. 2024, 0, e12843 17 of 35 © 2024 The Author(s). Energy & Environmental Materials published by
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number of investigations involving COF-300–Zn2(bdc)2(dabco),
[322]

COF-300–ZIF-8,[322] and H2P-DHPh COF–UiO-66.[264] As can be seen
in Figure 12a, the resulting COF-300–Zn2(bdc)2(dabco) and COF-
300–ZIF-8 composite membranes have shown an increase in H2/CO2

selectivity to be around 12.6 and 9, respectively, from 6 that is
observed in the pure COF-300 membrane. A better performance
is obtained in H2P-DHPh COF – UiO-66 where H2 permeability and
H2/CO2 selectivity around 109 000 Barrer and 33, respectively, can
be obtained and is significantly better than the pure UiO-66
membrane.[264] In these cases, the performance improvement could be
attributed to the synergistic interaction occurring at the interlayer such
as by acting as an anchor for other materials or to heal the defective
sites. Another strategy to combine MOF and COF is to grow the for-
mer within the pore of the latter as exemplified in the case of ZIF-67
grown in TpPa-1 and is also illustrated in Figure 12b,c.[330] Consider-
ing the relatively big pore size of the COF, such a space can actually
be utilized to grow MOF which resulting in the establishment of a
complex MOF-in-COF structure with improved hydrogen molecular
sieving when compared with the pure COF membrane. The resulting
composite membrane has then shown H2 permeance around 3400
GPU with H2/CO2 and H2/CH4 in the range of 33–35. This strategy
has also been successfully used to fabricate a free-standing ultrathin
MOF-in-COF membrane utilizing ZIF-67 which is grown inside the

PBD COF membrane.[331] Such a modification is highly effective to
reduce the COF pore size from 2 nm to be around 0.3–0.6 nm
and thus rendering the composite membrane to be suitable for hydro-
gen separation. The optimized synthesis condition can then result in a
composite membrane with H2 permeance around
73.9 9 10�8 mol m�2 s�1 Pa�1 (2206 GPU) and H2/CH4 selectiv-
ity around 34.

3.5. Microporous Polymeric Membranes

While the already discussed materials can be considered as inorganic,
except MOFs which can be considered hybrid, there is also recently a
significant advancement in the field of polymeric materials with prom-
ising hydrogen separation performance, particularly in the field of
microporous polymeric membranes. Differing from the conventional
polymeric materials, these microporous polymers have intrinsic micro-
porosity that can be rationally tuned during the synthesis process. There
are then two types of microporous polymers that have been recently
developed as an advanced membrane material: polymer of intrinsic
microporosity (PIM) and thermally rearranged (TR) polymers. Despite
its huge potential as a material for gas separation processes, most of the
studies using both microporous polymers are usually directed for CO2

Figure 12. a) An illustration of a MOF-COF bilayer membrane fabricated using COF-300–Zn2(bdc)2(dabco) and COF-300–ZIF-8 and their corresponding
hydrogen gas separation performance. b) A schematic of the ZIF-67-in-TpPa1 MOF-in-COF membrane and c) its hydrogen gas separation performance. Figure
a is reproduced with permission.[322] Copyright 2016 American Chemical Society. Figures b and c are reproduced with permission.[330] Copyright 2021 the
authors and Springer Nature.

Energy Environ. Mater. 2024, 0, e12843 18 of 35 © 2024 The Author(s). Energy & Environmental Materials published by
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separation considering their high selectivity because they usually exhibit
high solubility toward CO2. Despite this, because of the possibility to
rationally tune their property, a number of researches have also been
directed to use both for hydrogen separation.

3.5.1. Polymer of Intrinsic Microporosity (PIM)

Polymers of intrinsic microporosity (PIM) was firstly discovered by
Budd and McKeown in 2004.[332,333] Differing from the already dis-
cussed materials previously, PIM is solution processable and therefore
improving its ease of processing when it is going to be fabricated as a
membrane. The high porosity and surface area of PIM is caused by the
inability of the PIM polymer to efficiently pack and rotate because of
the presence of the bulky contortion sites in the polymer backbone.
PIM can then be generally classified into two main types: ladder PIMs
and PIM-polyimide (PIM-PI).[334] Ladder-PIM can be further grouped
based on its site of contortion such as spiro-center, ethanoanthracene
and Troger’s base.[334,335] Similarly, the PIM-PI can also be further
grouped based on its contortion site either it is based on dianhydride
or diamine.[334]

The first PIMs that are investigated for hydrogen separation is PIM-
1 and PIM-7 which are cast as a film with thickness around 46 and
28 lm, respectively.[336] The H2 permeability for PIM-1 and PIM-7
is found to be around 1300 Barrer and 860 Barrer, respectively. The
H2 selectivity against N2 and CH4 is reported to be around 14 and
10.4, respectively, for PIM-1 and 20.4 and 14, respectively, for PIM-
7. Despite this satisfactory performance, the H2/CO2 selectivity of
both PIMs is below 1 because of the high CO2 solubility of the
materials.

Afterward, several attempts have been conducted to improve the gas
separation performance of PIMs, particularly focusing in enhancing the
rigidity of PIM’s structure and increasing the inefficiency of its chain
packing to yield a membrane with more microporous structure. In the
case of PIM-1, for instance, the chain rigidity can be improved through
intramolecular locking mechanism of the spiro carbon resulting in the
increase of H2 permeability from 4270 to 9870 Barrer and H2 selectiv-
ity against N2 and CH4 from 8 to 10 and 4.3 to 7.5, respectively.[337]

Another strategy that can be used is to co-polymerize PIM-1 using p-tert-
butylcalix [4] arene to increase its chain packing inefficiency since the
p-tert-butylcalix [4] arene has a bulky structure that can contribute in
expanding the free volume of PIM-1.[338] By optimizing the
co-polymerization process, the H2 permeability of the PIM-1 can be
increased from 1738 to 2547 Barrer without sacrificing its selectivity
against N2 and CH4 which is maintained be around 12 and 9, respec-
tively. Meanwhile, for other cases, the most common employed strat-
egy is by using monomers bearing different units such as
hexaphenylbenzene (HPB),[339] spirobifluorene (SBF),[340–342] tripty-
cene (Trip)[343–346] and Tr€oger’s base (TB)[347–350] to rationally tune
PIM microporous structure and its rigidity as illustrated in Figure 13.

Among this PIMs, there are several good candidates for hydrogen
separation. TB-based PIMs such as PIM-EA-TB (EA = ethanoanthracene)
looks promising because it has an unusual gas transport property since
H2 permeates faster than CO2 and thus indicating the preference for the
permeation of smaller gas molecule.[347] As a result, PIM-EA-TB
exhibits H2/N2 and H2/CH4 selectivity around 11, which is consider-
ably higher than other PIMs and quite close to both PIM-1 and PIM-7,
but with significantly higher H2 permeability around 7700 Barrer,
which is significantly higher than PIM-1 and PIM-7. A similar result is

also obtained by using methanopentacene (MP) as the bridged bicyclic
structural unit in PIM-MP-TB.[348] The H2 permeability of this particu-
lar PIM is found to be around 4000 Barrer and its H2 selectivity against
N2 and CH4 is found to be around 20 and 15, respectively. Higher
hydrogen separation performance can also be obtained using
triptycene-based PIM such as PIM-Trip-TB that has comparable perfor-
mance with PIM-EA-TB.[346] A better hydrogen separation
performance, however, can be obtained using another triptycene-based
PIM called TPIM 1 utilizing the rigid and paddlewheel-structure of the
bridgehead-substituted triptycene moiety.[344] As a result, a PIM mem-
brane with a more prominent ultramicroporous structure capable of
enhanced hydrogen molecular sieving can be obtained as reflected by
its H2 permeability reaching 2666 Barrer and its H2 selectivity against
N2 and CH4 falling around 50.

PIM-PI is also another class of PIM that can be used for hydrogen
purification. The first development of PIM-PI is initiated by the synthe-
sis of the PIM-PI series 1–8[351,352] with the further addition of PIM-PI
series 9–11 a few years later.[353] Compared with the ladder PIM, the
H2 selectivity of PIM-PI looks more promising. For example,
the H2/N2 and H2/CH4 selectivity of PIM-PI-2 is found to be around
24 and its H2 permeability is about 220 Barrer.[351] Similarly, PIM-PI-4
and PIM-PI-7 have shown H2/N2 and H2/CH4 selectivity around 18
and 14, respectively, with H2 permeability in the range of 300–350
Barrer.[351] Later on, a series of KAUST-PI 1–7 were also
developed.[354] Differing from the PIM-PI series, except for KAUST-PI-
7, the trend of the gas transport property of the KAUST-PI is similar
with the PIM-EA-TB where hydrogen is the fastest permeating gas.
Therefore, most of them can combine good H2 permeability and selec-
tivity. In particular, KAUST-PI-1 has exhibited H2 permeability almost
4000 Barrer, which is about one order of magnitude higher than the
best-performing PIM-PI series, and is also accompanied with relatively
high H2/N2 and H2/CH4 selectivity around 38.[354]

As in the case of ladder PIM, the dianhydride contortion site of the
PIM-PI can also be constructed using spirobifluorene-based dianhydride
(SBFDA) resulting in a PIM-PI called SBFDA-DMN (DMN = 3,30-
dimethylnaphthidine).[355] However, the resulting H2/N2 and H2/CH4

selectivity is only around 10 and therefore very moderate. A slightly
better result is reported using triptycene-based dianhydride with
diamine as the monomers to construct both TDA-DMN1 and TDAi3-
DMN (TDA and TDAi3 = dimethyl- and diisopropyl-triptycene-based
dianhydride monomers).[356] Both membranes show H2 permeability
in the range of 2200–3000 Barrer and H2 selectivity against N2 and
CH4 in the range of 14–18. As in the case of PIM, a quite promising
result can also be obtained by using ethanoantracene (EA) as exempli-
fied by the fabrication of PIM EA-DMN and EAD-DMN (EAD = -
dibenzodioxane-containing ethanoantracene).[357,358] By fabricating the
PIM EA-DMN as a 15 lm film, the resulting membrane has H2 perme-
ability and H2/N2 and H2/CH4 selectivity around 1844 Barrer and
more than 40, respectively. Meanwhile, the H2 permeability of a
23 lm EAD-DMN membrane is around 1289 Barrer with H2 selectivity
against N2 and CH4 to be around 30 and 23, respectively.[357] In
addition, PIM-PI can also be constructed using a pseudo-TB-derived
dianhydride and its dione-substituted resulting in PIM-PI called CTB1-
DMN (CTB1 = 5,6,11,12-tetrahydro-5,11-methanodibenzo[a,e][8]
annulene-2,3,8,9-tetracarboxylic anhydride) and CTB2-DMN
(CTB2 = 6,12-dioxo5,6,11,12-tetrahydro-5,11-methanodibenzo[a,e]
[8]annulene2,3,8,9-tetracarboxylic dianhydride), respectively.[359]

The latter performs better than the former with H2 permeability around
1150 Barrer and both H2/N2 and H2/CH4 selectivity around 28.

Energy Environ. Mater. 2024, 0, e12843 19 of 35 © 2024 The Author(s). Energy & Environmental Materials published by
John Wiley & Sons Australia, Ltd on behalf of Zhengzhou University.

 25750356, 0, D
ow

nloaded from
 https://onlinelibrary.w

iley.com
/doi/10.1002/eem

2.12843, W
iley O

nline L
ibrary on [17/11/2024]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense



Another strategy to fabricate PIM-PI membranes is to have contor-
tion site in the diamine part of the PI and this can be constructed using
spirobifluorene.[360] Using (4,40-hexafluoroisopropylidene) diphthalic
anhydride (6FDA) as the dianhydride, it has H2/N2 and H2/CH4 selec-
tivity around 30 and 37, respectively, but low H2 permeability around
200 Barrer. Another possibility is to use TB-based diamines. However,
some of them have still shown a similar performance as in the previous
case, as exemplified in the PI-TB-1 to PI-TB-5.[361,362] In this case, the
H2 permeability of PI-TB-3 is found to be around 300 Barrer with
H2/N2 and H2/CH4 selectivity around 31 and 44, respectively.[361]

Also using two different TB-based diamine, namely 2,8-diamino-4,10-
dimethyl-6H,12H5,11-methanodibenzo[1,5]diazocine (TBDA1) and
3,9-diamino-4,10-dimethyl-6H,12H-5,11-methanodibenzo[1,5]
diazocine (TBDA2), a series of PIM-PI with significantly higher H2/N2

and H2/CH4 selectivity around 54 and 72, respectively, can be achieved
but still with relatively low H2 permeability around 159 Barrer.[363,364]

A PIM-PI membrane with H2 permeability around 3300 Barrer is then

reported with methyl-substituted TB diamine (4MTBDA) combined
with four different dianhydrides.[365] However, this must also be com-
pensated with relatively low H2/N2 and H2/CH4 selectivity around 11
and 9, respectively, in 4MTBDA-PMDA. A relatively good trade-off is
reported in another TB-based PIM-PI-TB-1 and PIM-PI-TB-2 utilizing
the di-ortho-substituted groups TB-based diamine with 6FDA as the
dianhydride.[366] The H2 permeability of PIM-PI-TB-2 is found to be
around 600 Barrer with H2/N2 and H2/CH4 selectivity around 17 and
19, respectively. Similarly, PIM-PIs using TB-based diamine with
bio-dianhydride as the comonomer called Bio-TPBI-1, Bio-TPBI-2, Bio-
PITB-1, and Bio-PITB-2 have also exhibited a good permeability-
selectivity trade-off.[367,368] The H2 permeability and H2/N2 and
H2/CH4 selectivity for these membranes is in the range between 700
and 1000 Barrer of 20–30, respectively. Iptycene family can also be
used to construct the contortion site of the diamine side of the PIM-PI
as exemplified by using substituted 1,4-triptycene,[369] 2,6-
diaminotriptycene and its extended version (DAT-1 and 2)[370] and

Figure 13. PIMs bearing different units to improve their microporosity and rigidity. Reproduced with permission.[335] Copyright 2020 John Wiley and Sons,
Inc.

Energy Environ. Mater. 2024, 0, e12843 20 of 35 © 2024 The Author(s). Energy & Environmental Materials published by
John Wiley & Sons Australia, Ltd on behalf of Zhengzhou University.

 25750356, 0, D
ow

nloaded from
 https://onlinelibrary.w

iley.com
/doi/10.1002/eem

2.12843, W
iley O

nline L
ibrary on [17/11/2024]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense



pentiptycene.[371] For triptycene-based PIM-PI, even though a signifi-
cantly high H2/N2 and H2/CH4 selectivity up to around 90 and 161 is
reported for 6FDA-1,4-trip_CH3, all the membranes suffer from a rela-
tively low H2 permeability that is around 50 Barrer.[369] Meanwhile,
for pentiptycene PIM-PI, the H2 permeability is generally slightly
higher in the range of 100–190 Barrer accompanied with H2/N2 and
H2/CH4 selectivity in the range of 26–42 and 34–52, respectively.[371]

A quite similar but better performance can be seen by combining 6FDA
with 2,6-diaminotriptycene (DAT1) and its extended version (DAT2),
resulting in 6FDA-DAT1 and 6FDA-DAT2, respectively. Since 6FDA-
DAT2 is constructed using the extended version of DAT1 it has larger
pore size. As a result, the H2 permeability of 6FDA-DAT2 is higher than
6FDA-DAT1 (281 Barrer vs. 198 Barrer). Despite this, higher H2 selec-
tivity against N2 and CH4 is found in 6FDA-DAT1, which is around 42
and 62, respectively, in comparison to 6FDA-DAT2, which is reported
to be around 31 and 40, respectively, as, with smaller pore size, the
former has better molecular sieving ability than the latter.[370]

Both ladder PIM and PIM-PI can also be functionalized with different
functional groups to improve its hydrogen separation properties by
introducing various functional groups such as amidoxime,[372]

carboxyl,[373–375] hydroxyl,[376] and thioamide.[377] For example, as
high as around 50 in H2/N2 selectivity is reported in PIM containing
high carboxylate functional groups, even though the H2 permeability
decreases to be around 90 Barrer, which is caused by the shortening of
the interchain distances and thus increasing the diffusivity
selectivity.[374] A rather high H2 permeability around 900 Barrer can
then be found in the case of amidoxime-functionalized PIM-1 (AO-
PIM-1) with H2/N2 and H2/CH4 selectivity around 27, which is more
than twice higher than the PIM-1, since this functional group enhances
the rigidity of the PIM and shifts the PIM porosity to be in the ultrami-
croporous region resulting in a more enhanced molecular sieving.[372]

A better performance for hydrogen separation is then exhibited by a

combination of using carboxylate-containing PIM and cross-linking
process as demonstrated in the C-CoPIM-TB-1 and C-CoPIM-TB-2.[375]

Both PIM membranes are obtained by cross-linking the carboxylate-
containing triptycene-based copolymer named CoPIM-TB-1 and Co-
PIM-TB-2 using glycidol. The H2 permeability of both membranes falls
around 5000 Barrer, which is just slightly lower than their non-cross-
linked counterparts, but they exhibit a relatively high H2/N2 and
H2/CH4 selectivity around 30, which is almost a twofold improvement
compared with the non-cross-linked ones.

In addition to the functionalization, PIM membranes can also be
modified through various post-treatments to improve their hydrogen
separation performance. In general, the function of such treatments is
to increase the diffusive selectivity through the generation of ultrami-
cropore and creation of a denser membrane structure suitable for
molecular sieving.[378,379] Therefore, the first consequence of such
treatments is a significant drop in H2 permeability. There are various
techniques to accomplish this. For instance, by thermally treating AO-
PIM-1 in argon atmosphere, the amidoxime group can be converted
into oxadiazole and triazine rings in the interchains to self-cross-link
the AO-PIM-1, as illustrated in Figure 14.[379] Thermal treatment at
390 °C for 2 days results in a membrane with H2 permeability around
300 Barrer and H2 selectivity against CO2, N2 and CH4 around 16,
500, and 1000, respectively. Ozone can also be used to post-treat a
PIM membrane. After a 5-min ozone treatment, the H2 permeability of
the treated membrane drops to 683 Barrer but its selectivity against
CO2, N2, and CH4 can be significantly improved to be around 5, 142,
and 182, respectively.[378] In another study, AO-PIM-1 membranes can
also be post-treated by infiltrating their pores with 4-sulfocalix[4]arene
(SCA4) macrocyclic molecule which also acts as a molecular gatekeeper
to improve the molecular sieving capability of the membranes.[380] At
2% infiltration of SCA4 in the AO-PIM-1, the H2 permeability of the
AO-PIM-1 drops around 16% to be around 781 Barrer but its

Figure 14. a) An illustration of the thermal treatment process to self-cross-link AO-PIM-1, b) the pore structure evolution of the AO-PIM-1 after the
thermal treatment and c) the impact of various thermal treatment parameters on the hydrogen separation performance of thermally-treated AO-PIM-1.
Reproduced with permission.[379] Copyright 2021 American Chemical Society.
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selectivity against CO2, N2 and CH4 increases significantly from around
0.86; 19.6 and 22, respectively, to be around 3.1; 91 and 233,
respectively.

For PIM-based membrane, increasing the operating temperature
might negatively impact the separation performance. As has been stud-
ied in PIM-1, for instance, the H2 permeation activation energy is
�0.4 kJ mol�1 while the N2 and CH4 activation energy is 14.3 and
19.4 kJ mol�1, respectively.[381] This means that with increasing tem-
perature, the H2 permeance also gets lower while the N2 and CH4 per-
meance increases resulting in a decrease in selectivity. Similarly, in the
case of PIM-Btrip, increasing the operating temperature from 25 to
55 °C decreases both the H2 permeability from 8929 to 8649 Barrer
and H2 selectivity against N2 and CH4 from 22.2 to 11.1 and from 22
to 9, respectively.[345] The PIM-TMN-Trip also faces similar condition
in this condition since its H2 permeability drops from 13 828 to
12 478 Barrer and its H2 selectivity against N2 and CH4 drops from 9
to 7 and from 6 to 4, respectively. In both cases, the major cause is the
negative activation energy of hydrogen resulting in a decrease of hydro-
gen permeability as the temperature increases.

One of the major drawbacks in the field of PIM membrane is the
aging phenomenon experienced by PIM membranes. During the aging
phase, the PIM polymeric chain undergoes rearrangement and as a
result, the H2 permeability usually goes down which is accompanied
by the enhancement of the H2 selectivity. Therefore, such a phenome-
non could actually be exploited to improve the hydrogen separation
performance as long as the permeability reduction is acceptable. For
instance, a systematic study using PIM-SBF has shown that the H2/N2

selectivity of the PIM-SBF 2 increases from around 8 to 26 after around
3 years of aging.[341] However, the permeability reduces from 9160 to
4240 Barrer. A more pronounced difference is also observed in PIM-
MP-TB where after about 1 year of aging, the H2 permeability
decreases from 4000 Barrer to be around 800 Barrer but the H2/N2

and H2/CH4 selectivity can be significantly enhanced to be 61 and 55,
respectively, from around 20 and 15, respectively.[348]

This aging phenomenon might then be influenced by several factors.
For instance, in a systematic study involving various PIMs, it has been
observed that a very prominent aging phenomenon occurs in TPIM-1
and TPIM-2. In both cases, after around 720–780 days of aging, the
H2/N2 selectivity increases almost 10-fold to be around 156 and 90 for
TPIM-1 and TPIM-2, respectively.[382] However, this must also be paid
by almost 70% decrease of H2 permeability to be 1105 and 354 Barrer
for TPIM-1 and TPIM-2, respectively. When compared with PIM-1, the
aging for both TPIM-1 and TPIM-2 is significantly faster which might
be attributed to two major reasons, namely their initially higher free
volume and their ribbon-like 2D geometry that is more prone to effi-
cient chain packing. The aging phenomenon also depends on the mem-
brane thickness. Usually, thinner PIM membranes experience faster rate
of physical aging while also becoming less permeable and more selec-
tive toward hydrogen. For instance, after 50 days, the H2 permeability
of a 23 lm EAD-DMN drops from 1289 to 830 Barrer (35% lower)
with an increase about 32% in H2/N2 selectivity to be around 40.
Meanwhile, it takes around 180 days for a 172 lm EAD-DMN to have
a comparable drop in H2 permeability to be around 3476 Barrer with
13.3 H2/N2 selectivity.

[357] However, it also seems that post-treatment
of a PIM-membrane might help to reduce the aging phenomenon. For
instance, after 180 days, the thermally-cross-linked AO-PIM only
shows a slight H2 permeability reduction from 952 to 707 Barrer and
thus increasing the H2/CO2 and H2/CH4 selectivity from 2.7 and 313
to 8.1 and 880, respectively.[379] Similarly, the cross-linked c-CoPIM-

TB-1 and c-CoPIM-TB-2 shows a negligible reduction in performance
after 40 days of aging and thus can maintain their H2 permeability
around 5000 Barrer and H2 selectivity against N2 and CH4 to be in the
range of 30–40. This could then be attributed to the effective impedi-
ment of the interchain mobility after the cross-linking process.[375]

3.5.2. Thermally-Rearranged Polymers

In the TR polymers, the microporous structure is obtained through the
spatial rearrangement of the rigid polymeric chains after experiencing
heat treatment. Usually, TR polymers are rod-like and contain heterocy-
clic rings such as benzimidazole, benzoxazole, and benzothiazole
which are obtained after thermally treating the precursors.[335,383] For
hydrogen separation process, these TR polymers can then be obtained
by using poly(o-hydroxylamide)s,[384–386] hydroxyl-containing
polyimide,[387–390] or poly(ether o-hydroxyimide)[391] as the precur-
sors which are thermally treated to improve their microporous struc-
ture. Some studies have investigated the use of TR polymers for
hydrogen purification which can be synthesized from the precursors
containing different units such as cardo,[392] iptycene,[393–397] and
spiro[398–400] to result TR polymers bearing these units as can be seen
in Figure 15. The precursors can also be chosen from cross-linkable
polyimides[401,402] or already-functionalized precursors such as in the
case of PIM-6FDA-OH.[205]

In the TR polymers used for hydrogen separation, increasing the
fractional free volume (FFV) in the TR polymer has to be optimized as
this might negatively impact the hydrogen separation performance. For
instance, in a study using poly(o-hydroxylamide)s as the precursor,
which are synthesized by reacting 2,2-Bis(3-amino-4-hydroxyphenyl)
hexafluoropropane and three different structures of diacid chlorides, it
is found that the TR membrane with highest FFV, namely 6fPBO
(PBO = polybenzoxazole), is obtained when the reaction is carried out
by using (4,40-hexafluoroisopropylidene bis(benzoyl chloride)) (6FCl)
as the diacid chloride. In this case, the FFV of 6fPBO is found to be
around 0.28 and its H2 permeability and H2/CH4 selectivity is reported
to be around 255 Barrer and 40, respectively.[386] Meanwhile, the TR
membranes which are constructed using meta-phenylene (mPBO) and
para-phenylene (pPBO) have lower FFV value, namely around 0.24
and 0.2, respectively. As a result, in comparison to 6fPBO, both mPBO
and pPBO have lower H2 permeability, namely around 60 and 85 Bar-
rer, respectively, but higher H2/CH4 selectivity, namely around 115
and 59, respectively. In another study using spiro-based TR, spiroTR-
PBO-6F with FFV around 0.27 shows the highest H2 permeability
around 430 Barrer but only moderate H2/N2 and H2/CH4 selectivity
around 13.[398] For this membrane, CO2 is also the fastest permeating
gas because the gas sorption is the predominant gas transport mecha-
nism in TR with large microcavities. Meanwhile, spiroTR-PBO-BP with
FFV around 0.2 shows H2 permeability around 143 Barrer but
with higher H2/N2 and H2/CH4 selectivity around 27. For this mem-
brane, H2 is the fastest permeating gas diffusion is now more restricted
and thus the transport is governed by the kinetic diameter of the gases.

To further improve the performance of the TR polymers, the rigidity
of the stiff segments of the TR polymers can also be enhanced. For
instance, the synthesis of ortho-hydroxyl diamine with four methyl
groups and a fixed biphenyl center as a precursor for polyimide can
improve the polymer rigidity which are suitable to improve the molec-
ular sieving ability for hydrogen separation.[403] The performance of
the TR polymers can also be enhanced by fabricating them from co-
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polymers.[384,389,404,405] For example, by combining non-TR-able part
in the precursors that has bulky non-polar side groups such as 2,4,5-
trimethyl-m-phenylene diamine (DAM) and 4,40-methylene-bis-(3-
chloro-2,6-diethylaniline) (MCDEA) the chain packing can be more
efficiently disrupted to increase the fractional free volume resulting in
high gas permeability and better hydrogen selectivity.[389] When com-
pared with the TR polymer made from homo polymer, all the TR
membranes show similar H2 permeability around 44 Barrer but the
ones with DAM and MCDEA show H2/N2 and H2/CH4 selectivity in
the range of 70–80 and 106–120, respectively, while the normal TR
polymer only exhibits around 36 and 26, respectively. In another study
involving DAM and 4,40-oxidiamine (ODA) as the non-TR-able part, as
can be seen in Figure 16A,B, the H2 permeability of the TR fabricated
using this non-TR-able (TR-APAF-DAM and TR-APAF-ODA,
APAF = 2,20-bis(3-amino-4-hydroxyphenyl)- hexafluoropropane) part
can be increased for the former up to 308.6 Barrer while the latter
shows a decreasing trend up to 60.8 Barrer from 180 Barrer observed
in the TR polymer without non-TR-able part.[404] However, this must
also be accompanied with decreasing H2/N2 selectivity in the former
up to 20.3 while the latter shows an improvement up to 45 from 34
observed in the TR polymer without non-TR-able part. This is because
DAM can increase the chain rigidity and is therefore more effective in
disrupting the chain packing resulting during the thermal rearrange-
ment process resulting in higher gas permeability while ODA increases
the polymer flexibility and thus lowering the overall fractional free vol-
ume after thermal rearrangement process and could contribute in
improving the molecular sieving effect.

During the fabrication of a TR membrane, the temperature for the
thermal treatment has to be optimized by observing the weight loss
trend obtained through gravimetric method, which is compared with
the expected theoretical weight loss.[393,397] Usually, treating the pre-
cursors at higher temperature than the theoretical or calculated tempera-
ture could be beneficial to constrain the chain relaxation and the

collapse of the microcavities.[397] The optimization is required to bal-
ance the increase of H2 permeability and the loss of H2 selectivity—rel-
ative to the precursors—caused by the increase of the fractional free
volume and the collapse of the microcavities.[387,391,399] For instance,
after thermally treating the polyetherimide at 450 °C, the H2 perme-
ability increases from 29.1 Barrer to 439 Barrer but its selectivity
against CH4 decreases from 223.8 to 25.8.[391] In another study using
spiro-based polyimide, 6FDA-HSBF, the H2 permeability increases from
162 Barrer to 985 Barrer after the thermal treatment but the H2 selec-
tivity against N2 and CH4 decreases from 42.5 and 67.5, respectively,
to 17.9 and 17.6, respectively.[399] Such optimization also has to con-
sider the chemistry of the precursors. For instance, in a systematic study
involving two dianhydrides (6FDA and PMDA) and one diamine (3,30-
diamino-5,50,6,60-tetramethyl-[1,10-biphenyl]-2,20-diol, TMBDA) and
using both azeotropic and chemical imidization, four different PI pre-
cursor for TR membranes can be obtained, namely 6F-TM-Ac, 6F-TM-
OH, PM-TM-Ac and PM-TM-OH. Once thermally treated, the maxi-
mum H2/CH4 selectivity observed for the first three TRs is found to be
50, 63, and 44, respectively, which is obtained by thermally treating
the precursor at 425 °C.[403] A further increase in the thermal treat-
ment will only yield an increase in hydrogen permeability but a signifi-
cant reduction in selectivity. Meanwhile, for the PM-TM-OH, the
maximum selectivity of 77 is obtained by thermal treatment at 450 °C.

In addition, the content of the units inside the TR polymers should
also be controlled since they can also influence the H2 gas separation
performance. For example, as illustrated in Figure 16C,D, in a study
using triptycene-based poly(o-hydroxyimide) and triptycene-based
poly(o-acetateimide) copolymer as precursors has shown that increas-
ing the iptycene unit is beneficial to increase the number of microcav-
ities in the resulting TR polymers so they can retain the permeability
for small gases.[394] The highest H2/N2 and H2/CH4 selectivity of the
TR membranes fabricated with the highest triptycene loading is found
to be around 96 and 203, respectively, for TPBO-1.0 and 70 and 125,

Figure 15. TR polymers containing different shape-persistent units. Reproduced with permission.[335] Copyright 2020 John Wiley and Sons, Inc.
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respectively, for TPBO-Ac-1.0. Meanwhile, the H2 permeability of both
TR membranes is also relatively high in the range of 800–1100 Barrer.
However, in another study, it is also found that an optimization is
required for the cardo-based TR membranes since incorporating too
much cardo unit in the precursor does not linearly correlate with TR
containing higher fractional free volume because of the repulsion
effect.[392] In the study, 5% of the cardo unit gives the best H2 separa-
tion performance showing permeability around 1189 Barrer and
H2/N2 and H2/CH4 selectivity around 21 and 29, respectively.

The hydrogen separation performance of TR polymers can also be
further enhanced by embedding various additives such as functiona-
lized boron nitride (BN).[406] Compared with the pure TR membrane
with H2 permeability around 219 Barrer, the 1 wt% BN TR polymer
shows a decrease in H2 permeability to be around 97 Barrer but its
H2/CH4 selectivity can be significantly increased from 24.6 to 322.3
because since the BN adds a more tortuous pathway for larger gas mol-
ecules to pass through.[406]

As in the case with the PIM, TR polymers also suffer from the aging
phenomenon. It has been observed that after 197 days, the H2 perme-
ability of PIM-PBO-3 decreases significantly from 768 to 277 Barrer.
Meanwhile, the H2 selectivity against N2 and CH4 selectivity increases
from around 20 to be around 38.[400]

3.6. Composites and Other Microporous Materials

In addition to the above materials, there are also other attempts to syn-
thesize novel advanced microporous materials with a great promise for
hydrogen purification. One of the common strategies to achieve this
objective is by fabricating a composite of the above microporous
materials.

In this case, a number of composite consisting of GO or rGO with
MOFs such as HKUST-1,[230,407] MIL-100,[407] UiO-66-NH2,

[408] ZIF-
7,[407] ZIF-8[225,407,409] and Zn2(bim)4,

[410] and zeolite[411] have been
investigated to produce a membrane with excellent hydrogen separa-
tion performance. The improvement of the separation performance can
result from the defects healing mechanism from one of the constituents.
This is observed in the case where the GO acts a sealant to heal the
intercrystalline defect of the MOF membranes and also to restrict
the framework flexibility as owned by ZIF-8 and thus, when compared
to the ZIF-8 membrane, resulting in about 4 times increase of H2/CH4

selectivity to be around 139.[409] In another study, layering the GO
after a porous substrate is coated with ZnO nanoparticles is not only
helpful to heal the defects of the resulting Zn2(bim)4–GO composite
membrane but also beneficial to guide the crystal orientation during
the Zn2(bim)4 crystal growth.[410] Through this bottom-up approach,

Figure 16. a) Scheme to fabricate a TR-polymer membrane with DAM and ODA as the non-TR-able parts and b) its impact on the rigidity and flexibility of
the resulting membranes. c) An illustration to fabricate a TR polymer membrane with triptycene unit and d) the impact of the triptycene molar content on
the gases permeability and selectivity. Figures a, b[404] and Figures c, d[394] are reproduced with permission. Copyright 2015 and 2018, respectively, American
Chemical Society.
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the resulting shows H2 permeance around 1.5 9 10�7

mol m�2 s�1 Pa�1 (447.7 GPU) and H2 selectivity against CO2, N2

and CH4 around 106, 126, and 256, respectively. Retrospectively,
MOF can also contribute to cover the defective sites of a GO membrane
and thus resulting in an increase of H2/CO2 selectivity from around 6
in a GO membrane to be around 400 in the ZIF-8–GO composite
membrane.[225]

Another synergistic effect can also be observed where the resulting
new composites can combine the properties of its constituents and not
just healing the defects. For instance, the use of HKUST-1 in a HKUST-
1–GO composite can improve the CO2 affinity of the resulting
membrane.[230] During the separation H2/CO2 process, this will then
result in an improvement of H2/CO2 to be around 73 from 9 observed
in GO membrane. This might be associated with the hindered CO2 per-
meation as it now interacts more strongly with the composite. In
another study using zeolite, it has also been observed that both the GO
and the zeolite can work synergistically by contributing to ensure high
hydrogen permeance up to 4900 GPU and high H2/CO2 selectivity up
to 56, respectively, in the presence of steam.[411] In another study, the
MOF can also be used as a mean to control the interlayer spacing of
the rGO membrane, which is not permeable to gases, as studied using
four different MOFs, namely CuBTC, MIL-100, ZIF-7, and ZIF-8.[407]

As a result, the H2 permeability for the CuBTC–rGO, MIL-100–rGO,
ZIF-7–rGO, and ZIF-8–rGO composite membrane is found to be
around 21 112, 311, 73, and 151 Barrer, respectively, with H2/CO2

selectivity around 10, 12, 25, and 20, respectively.
Another case of composite can also be seen in the form of a compos-

ite membrane combining microporous nanoparticles with PIM or TR
polymers. The first simple strategy is to form a mixed matrix mem-
brane (MMM) where microporous nanoparticles act as a discrete phase.

Various MOFs such as MIL-53,[412] Mg-MOF-74,[412] UiO-66-
(OH)2,

[413] TIFSIX3,[412] ZIF-8[387] and Zn2(bim)4,
[412] and silica

nanoparticle[388] have been incorporated in these microporous poly-
mers as the nanofillers. One of the most important criteria to be fulfilled
is to use MOF with suitable pore opening and to ensure the absence of
interfacial defect in order to simultaneously enhance the H2 permeabil-
ity and selectivity. TIFSIX3/PIM-1 has shown an improvement both in
the hydrogen permeability from 670 to 1010 Barrer and H2/N2 and
H2/CH4 selectivity to be around 19 and 14, respectively, which are
almost double the selectivity observed in the PIM-1.[412] In another
study using silica nanoparticle, the H2 permeability and H2/CH4 selec-
tivity of the TR polymers can be improved around 335 Barrer and 79,
respectively, from 292 Barrer and 53, respectively, observed in the
non-composite TR.[388] In addition to MOF selection, establishing a
good polymer-particle interaction is also paramount to obtain a good
MMM. This can then be realized by modifying the nanoparticles such
as by fabricating them as a gel[414] or porous liquid.[415] For example,
by loading the AO-PIM with 5% of SOD zeolite type 1 porous liquid
the H2 permeability the H2/N2 selectivity can be improved from 400
to 1390 Barrer and from 15 to 34, respectively.[415]

Another strategy to construct a composite membrane based on the
microporous polymers and MOF is to construct a bilayer composite
membrane. This is shown by growing ZIF-8 on AO-PIM-1 where the
latter acts as a nucleation site for the former.[416] After the ZIF-8 forma-
tion, AO-PIM-1 chain rigidification could occur and thus resulting in a
composite membrane with H2 permeability around 5700 Barrer and
H2/CO2 selectivity around 12. This strategy can also be enhanced by
firstly chelating the PIM with the metal ion corresponding to the MOF
as exemplified in the case of ZIF-67 using Co2+-chelated PIM-1 as the
interlayer for heterogeneous nucleation sites.[417] The resulting

Figure 17. An illustration of the transformation from a, left) SURMOF to cross-linked a, middle) SURMOF to a, right) SURGEL and the hydrogen separation
performance of the SURMOF (blue square), cross-linked SURMOF (green circle) and b) SURGEL (brown triangle). Reproduced with permission.[418] Copyright
2023 Royal Society of Chemistry.
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defect-free composite membrane shows H2 permeance around
6.2 9 10�7 mol m�2 s�1 Pa�1 (1850.7 GPU) with selectivity against
CO2 and CH4 around 15 and 52, respectively.

Recently, there is also a new research direction in fabricating a
microporous polymeric membrane that is derived from surface
mounted MOF (SURMOF) called SURGEL for hydrogen separation as
illustrated in Figure 17a,b.[418] The process is initiated by fabricating a

MOF membrane followed by cross-linking and the removal of the
metal as the final step. Using this strategy, compared with commercial
polymeric membranes, the SURGEL membrane exhibits a relatively
higher H2 permeance around 12.8 9 10�7 mol m�2 s�1 Pa�1

(3820.9 GPU and around 8000 Barrer) with satisfactory H2/CO2 sepa-
ration performance around 3.9, which is close to the Knudsen selectiv-
ity value. In this case, the relatively high H2 permeance and Knudsen

Figure 18. Hydrogen separation performance of the membranes fabricated from various microporous materials for a, b) H2/CO2, c, d) H2/N2, and e, f) H2/
CH4 separation.
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selectivity is inherited from the microporous structure of the SURMOF
which is further constricted during the cross-linking process to improve
the hydrogen selectivity.

4. Summary and Outlooks

Having extensively discussed the performance of various promising
microporous materials, their hydrogen separation performance can then
be summarized as shown in Figure 18 whose data is given in Table S1
in the Supporting Information. It should be noted that both the perme-
ability (Barrer) and permeance (GPU) unit is used in Figure 18. This is
mainly because the use of permeability unit is useful to obtain the
insight regarding the intrinsic property of the material. Meanwhile,
the use permeance unit can reflect better the membrane productivity
for practical applications where a membrane with high permeance,
rather than high permeability, is required which is usually achieved by
forming it as a thin film with thickness less than 1 lm.[419]

First, as can be seen in Figure 18a, in the field of H2/CO2 separa-
tion, the H2 permeability of most of the microporous materials falls
above 100 Barrer. For carbon-based membranes and microporous poly-
meric membranes this value falls in the range between 100 and
10 000 Barrer while the permeability of most of the zeolite and MOF-
COF membranes falls above 1000 Barrer. Despite the comparable per-
meability performance of all microporous materials, as illustrated in
Figure 18b, a further analysis on the membrane performance also
shows that there are only three main clusters of microporous materials
exhibiting relatively high permeance (more than 1000 GPU) with satis-
factory selectivity (between 10 and 100): silica-based membranes, zeo-
lite membranes, and MOF-COF membranes. Meanwhile, both the
carbon-based membranes and microporous polymeric membranes suf-
fer from relatively low gas permeance. This might then be caused by
the fact that most research on both materials are carried out by fabricat-
ing them as a thick film rather than a thin film and thus resulting in a
low permeance membrane. Moreover, it can also be seen from both
Figure 18a,b, that the microporous polymeric membranes show rela-
tively low H2/CO2 selectivity (below 10) than other microporous
materials, which can satisfactorily surpass the 2008 Robeson Upper
Bound. This is because microporous polymers usually have high CO2

solubility and thus mostly used to separate CO2 from other gases.
Meanwhile, in the case for other microporous materials, the possibility
to tailor their pore size and architecture might contribute in rendering
them to have high H2/CO2 selectivity.

Differing from the case of H2/CO2 separation, low membrane selec-
tivity observed in microporous polymeric membranes is not encoun-
tered when one looks into Figure 18c,d and Figure 18e,f for H2/N2

and H2/CH4 separation, respectively. In both cases, their selectivity falls
within the range of 10–100. Combined with relatively high H2 perme-
ability which can go up to 10 000 Barrer, microporous polymeric
membranes have then been used as a new benchmark to construct the
new upper bound in 2015, as illustrated in Figure 18c,e.[420] In this
case, since the solubility of both N2 and CH4 is lower than CO2 in
microporous polymeric membranes, the molecular sieving ability of
microporous polymeric membranes can be more pronounced than in
the case for H2/CO2 separation and thus rendering them to be have
more promising performance to separate H2 from both N2 and CH4.

Despite this positive feature, as depicted in Figure 18d,f, the mem-
brane permeance of the microporous polymeric membranes is still
lower in comparison to the other microporous materials, particularly

silica, zeolite, MOF, and COF. The H2 permeance of microporous poly-
meric membranes is again comparable with carbon-based membranes
which, as has been stated, might be caused as both materials are mostly
studied as a dense film rather than a thin film. However, compared to
the microporous polymeric membranes, the carbon-based membranes
show a relatively higher hydrogen selectivity. They can then satisfacto-
rily surpass the 2015 Upper Bound set by the microporous polymeric
membranes and even have the potential to set the new upper bound
for these hydrogen separation processes. This could be caused since the
generation of ultramicropores in the carbon-based membranes could be
carefully controlled through adjusting their pyrolysis condition and
thus contributing in enhancing the hydrogen selectivity.

Differing from both carbon-based membranes and microporous
polymeric membranes, it can be seen that membranes with higher per-
meance can be obtained when they are fabricated from silica, zeolite,
or MOF-COF. Furthermore, it can also be observed that both zeolite
and MOF-COF membranes have higher H2 permeance trend than
silica-based membranes albeit with slightly lower H2 selectivity which
falls in the range of 10–100. One of the main reasons of this phenome-
non could be associated by the presence of both intra- and intercrystal-
line defects in both zeolite and MOF-COF membranes, which could be
quite challenging to be completely eliminated during the manufactur-
ing process. As a consequence, the gas selectivity of such membranes
can be lower than their predicted values—which is based on their pore
aperture/pore size—and their gas permeance increases because of the
less-resistance gas pathway provided by the non-selective defects. More-
over, in the case of MOF, some MOFs such as ZIF-8 does also have the
feature of framework flexibility which will also contribute in reducing
the gas selectivity.

Having extensively discussed the performance of the microporous
materials for hydrogen separation, some recommendations can then be
proposed for future research. First, from Figure 18a,c,e, it can be seen
that the hydrogen separation performance of the microporous materials
has satisfactorily surpassed the 2008 and 2015 Upper Bound and set a
new upper bound (P = kan where P, k, a, and n are the hydrogen per-
meability/permeance, front factor, hydrogen selectivity, and slope,
respectively),[211,21,420] as also tabulated in Table 1. Therefore, further
research could be first directed to surpass the current upper bound.
However, it should also not be forgotten that this upper bound is

Table 1. The upper bound parameters of membranes fabricated from
microporous materials for hydrogen separations.

Separation process Parameter

2008[21] 2015[420] Current
(Microporous
Materials)

k n k n k n

Upper bound (permeability)

H2/CO2 4515 �2.302 – – 410 000 000 �2.4

H2/N2 97 650 �1.4841 1 100 000 �1.46 3 435 500 �1.28

H2/CH4 27 200 �1.107 195 000 �1.1 3 045 800 �1.06

Upper bound (permeance)

H2/CO2 – – – – 285 800 �0.85

H2/N2 – – – – 909 000 �1.23

H2/CH4 – – – – 1 326 000 �1.13
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related to the membrane permeability and thus might not reflect its true
readiness of applicability. Therefore, as can also be seen in Figure 18b,
d,f and Table 1, the target should also to surpass the upper bound that
is based on the permeance.

Different strategies could then be considered to achieve this objective
and the strategies could be different from one microporous material to
another. This is because, as has been summarized in Table 2, each of
the microporous material has its own challenges that have to be
addressed in the future. However, there are some general recommenda-
tions that are valid for all of the microporous materials to significantly
improve their hydrogen separation performance from light gases. First,
from the perspective to increase the membrane permeance, the research
could be aimed toward the fabrication of a thin film membrane with
reduced thickness. Even though this research direction is particularly
important for microporous polymeric materials—which are often fabri-
cated as a thick film for research purposes—such a direction should also
be extended to other microporous materials, namely to reduce their
thickness and thus increasing their applicability. Second, more research

could also be directed in the field of composite microporous mem-
branes because this approach might offer a more promising result for
hydrogen separation by combining the advantage of at least two
different microporous materials. However, this approach must also be
backed up by rational selection of the constituents of the composite
membranes to obtain composite membranes with excellent separation
performance. Thirdly, it might also be worthwhile to further investigate
the utilization of various metals in microporous materials. This strategy,
for example, has been proven for being able to improve the CO2 gas
separation performance in mixed matrix membranes by increasing the
gas affinity of the membranes.[421] Therefore, this strategy should also
be applicable to improve the hydrogen separation performance of the
membranes fabricated from microporous materials, particularly when
the metals can establish a good interaction with the hydrogen
molecule.

In addition to continuously advancing the research to improve the
membrane performance, the research could also be focused on
the investigation of hydrogen separation that mimics the real conditions

Table 2. Advantageous features and future research direction of membranes fabricated from microporous materials for hydrogen separation from light gases.

Membrane type Advantageous features Challenges and future research direction

Microporous silica-based membranes • One of the earliest investigated microporous materials

for hydrogen separation membranes with high

hydrogen selectivity

• Can tolerate challenging operating conditions

• Manufacture of silica membrane with reduced thickness

• Improvement of the hydrothermal stability of the silica

membranes and their resistance against densification

Zeolite-based membranes • Well-defined pore size

• Good chemical and physical stability

• Good trade-off between H2 permeance and selectivity

• Post-modification possibility to improve the hydrogen

separation performance

• Some zeolites might undergo structural changes at

challenging operating conditions

• Large-scale and reproducible defect-free zeolite membranes

manufacturing with reduced thickness

• Finding alternative porous supports or lowering the

production cost of ceramic supports to reduce the overall

manufacturing cost of the zeolite membranes

Carbon-based membranes (CMS and graphene-based) • Wide possibility to use different carbon sources to

produce CMS membranes with promising H2/N2 and

H2/CH4 separation performance

• Simple fabrication of GO-based membrane through

vacuum filtration and spin-coating

• Can tolerate challenging operating conditions

• Relatively moderate H2/CO2 separation performance and

thus requiring advancements in this field

• High pyrolysis temperature might be needed to obtain a

CMS membrane with excellent molecular sieving ability

• Investigations on the long-term hydrogen separation

performance of CMS membranes, particularly to

investigate their aging phenomenon

• Reproducible control of the interlayer spacing in the GO-

based membranes to obtain GO-based membranes with

excellent separation performance

MOF- and COF-based membranes • Tailorable architecture by carefully selecting their

building blocks

• Good trade-off between H2 permeance and selectivity

• Post-synthetic modifications possibility to improve their

hydrogen separation performance

• The possibility to use polymers as porous support to

reduce the membrane manufacturing cost

• Large-scale and simple manufacturing of defect-free MOF

and COF membranes without the necessity to use costly

building blocks to reduce the membrane production cost

• Limited operating conditions because of the presence of

the organic building blocks

• Evaluation of the hydrogen separation performance in the

long term, particularly in non-ideal situations considering

the framework sensitivity of some of MOFs and COFs

Microporous polymeric membranes (PIM and TR) • Tailorable architecture by judiciously selecting the

precursors

• PIMs and precursors of TR polymers are solution

processable materials and thus offering ease of

fabrication and could be more promising for large-scale

fabrication

• Higher hydrogen permeability and H2/N2 and H2/CH4

selectivity in comparison with other polymers

• The possibility to be used as a continuous matrix to

fabricate composite membranes

• Might have limited operating conditions because of their

organic-based building blocks

• Low H2/CO2 selectivity which is caused by high CO2

solubility and thus requiring significant advancements in

this direction

• Investigations in the form of thin film membranes and

their aging phenomenon
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John Wiley & Sons Australia, Ltd on behalf of Zhengzhou University.

 25750356, 0, D
ow

nloaded from
 https://onlinelibrary.w

iley.com
/doi/10.1002/eem

2.12843, W
iley O

nline L
ibrary on [17/11/2024]. See the T

erm
s and C

onditions (https://onlinelibrary.w
iley.com

/term
s-and-conditions) on W

iley O
nline L

ibrary for rules of use; O
A

 articles are governed by the applicable C
reative C

om
m

ons L
icense



such as to investigate their performance at relevant operating
conditions (e.g., high temperature or pressure and in the presence of
impurities), particularly with membranes that are fabricated from quite
sensitive materials such as MOF and COF, and also to comprehensively
evaluate their performance in the long term, particularly when they are
prone to aging such as in the case of CMS and microporous polymeric
membranes. Furthermore, a study regarding the impact of membrane
geometry, namely in flat-sheet and hollow fiber form, on the mem-
brane performance and applicability could also become a topic in the
future research that is worthy for investigation. When these approaches
are combined together, the research in the field of microporous mate-
rial can be more advanced to further support and advance the hydrogen
economy in the future.

5. Conclusions

As the energy source continues to transition from fossil-based fuels into
a more sustainable ones, it cannot be doubted that hydrogen as an
energy carrier will play a major role in this field. However, in order to
use it effectively, it has to be separated from other light gases. In this
regard, membrane technology will also play a significant role since it
holds a great promise to effectively purify hydrogen without huge
energy consumption. Differing from polymeric materials, microporous
materials could be a better alternative as it can combine high hydrogen
permeance and precise molecular sieving and thus surpassing the
permeance-selectivity trade-off. In this article, we have then thoroughly
reviewed the state of the arts of various promising microporous mate-
rials that can be used for hydrogen separation against light gases. As
one of the earliest investigated materials, silica-based microporous
membranes have actually held a good promise in this field as reflected
by their high hydrogen selectivity. However, recent advances in the
microporous materials have also shown the possibility to fabricate a
membrane from other microporous materials including zeolite, carbon-
based porous materials, metal organic frameworks, covalent organic
frameworks, and microporous polymers. Some of these materials also
offer a number of advantages including the possibility to rationally tai-
lor their architecture or pore size to further improve the hydrogen sepa-
ration performance, which contributes to further push the performance
boundary of the hydrogen separation membranes. Despite their prom-
ising performance, some challenges related to membrane thickness
reduction, scalability, and separation performance in the real conditions
still have to be addressed before their practical employment. Once these
issues have been satisfactorily addressed, it could then be expected that
the membranes fabricated from these microporous materials could sig-
nificantly support and accelerate the transition from the fossil fuel-based
to hydrogen-based green economy.
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