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ABSTRACT
Polycrystalline ZIF-8 membranes of about 1 µm in thickness were successfully grown on α-alumina
porous support by seeding-free aqueous synthesis. In order to achieve continuous well-intergrown
membranes, a pseudo-surface of ZIF-8 was formed on the support by chemical modification. Our
membrane preparation in aqueous system is based on the support-surface activation concept to control
the surface density of nucleation sites. The grain size of polycrystalline membrane is directly related to
a graft density of ligand-analogous surface modifier. Single-component gas permeation properties were
investigated using H2, CO2, N2, CH4, C3H6, and C3H8. While the ideal permselectivities of H2 from
CO2, N2, CH4, and C3H6 ever so slightly increased with the graft density, the ideal permselectivity of
C3H6/C3H8 increased rapidly and reached 36 with corresponding C3H6 permeance of 8.5 × 10−8
mol/m2·s·Pa. As a conclusion of the combined characterization with adsorption analysis, it was found
that the sieving of C3H6/C3H8 by our seeding-free aqueous-synthesized ZIF-8 membrane is mainly
governed by diffusion-driven separation process.
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1. INTRODUCTION
Metal organic frameworks (MOFs)[1–4] offer many interesting opportunities in separation/reaction
technology, with unprecedented capacities and chemical and structural tunability. Zeolitic imidazolate
frameworks (ZIFs) are a subfamily of MOFs. They share the same topology with zeolites but consist of
metal nodes (usually Zn or Co) bridged by imidazole-based linkers to form neutral open framework
structures.[5–7] ZIFs have been recognized as unique molecular sieving materials with flexible
framework, enabling the possibility of simultaneous high permeability and attractive selectivity for use
in membrane-based separations.[8–10] Among the many ZIFs, ZIF-8 (Zn(2-methylimidazole)2) is
undoubtedly the most extensively studied due to its facile synthesis coupled with its exceptional
chemical and thermal stabilities.[11] ZIF-8 crystallizes into the sodalite topology, forming the large
cages (diameter of 11.6 Å) interconnected via narrow 6-ring windows (3.4 Å). Such framework
structure gives ZIF-8 particularly interesting “gate-opening” functionality. Numerous experimental and
computational studies have revealed that the pore apertures swing open by reorientation of imidazolate
linkers and expand when probed with guest molecules.[12–18] It is suggested that the effective
aperture size of ZIF-8 is 4.0–4.2 Å. ZIF-8 is an ideal candidate for membrane-based propylene/propane
separation rather than for hydrogen purification and CO2 separation. In addition, our previous results
revealed that “gate-opening” functionality and transport property of ZIF-8 are strongly affected by
crystal size,[19] suggesting high potential for control of membrane separation performance with crystal
size.
So far, several research groups have reported diverse synthesis protocols for ZIF-8 membranes. Most
of the protocols are generally derived from those devised for zeolite membrane preparation.[20–27] In
order to achieve well-intergrown polycrystalline ZIF-8 membranes, it is essential to control

3

heterogeneous nucleation and membrane growth on porous support with avoiding homogeneous
nucleation and crystal growth in bulk solution. To promote the heterogeneous nucleation and
membrane growth, in situ growth techniques have been developed to improve ZIF deposition by
chemical modification of support surface.[28–32] In our previous work, we first applied the chemical
modification of support surface for ZIF-8 membrane preparation in an aqueous system.[33,34] Such
support-surface activation approaches also undertake a role to anchor the coordinating ZIF crystals on
support.
Here we report a grain size control of polycrystalline ZIF-8 membranes by chemical modification of
support surface. Our membrane preparation in aqueous system is based on the support-surface
activation concept to control the surface density of nucleation sites. Aqueous synthesis at room
temperature is more economical and greener compared to other synthesis procedures in organic
solvents.[35] In order to provide the active sites for nucleation, a pseudo-surface of ZIF-8 was formed
on the support surface by 3-(2-imidazolin-1-yl)propyltriethoxysilane (IPTES) modification. The IPTES
is surface modification agent with imidazoline end group, which is analogous to the imidazolate linker
of ZIF-8 and then coordinates with Zn and acts as nucleation site. Our strategy is based on the
expectation that the grain size of polycrystalline membrane is directly related to the nucleation density
on support-surface and can generally determined by number of grains. In this work, we prepared wellintergrown polycrystalline ZIF-8 membranes with difference in grain size by controlling the graft
density of IPTES on porous α-alumina support and studied gas permeation with focus on C3H6/C3H8
separation.

2. EXPERIMENT
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2.1 IPTES modification of the support surface
Porous α-alumina tubular supports (outer diameter: 10 mm; inner diameter: 7 mm; length: 20 mm;
average porosity: 35%; average pore size: 0.15 µm) were used as a support. One side of the tubular
supports was connected to a dense glass plate with epoxy-based sealant prior to surface modification.
The supports with dead-end structure were treated with IPTES (0–30 g/L in 10 mL of 0.01 M HCl) at
90 °C for 10 min with the aid of microwave irradiation, followed by washing with deionized water. The
graft density of IPTES on porous α-alumina support was estimated from the remaining IPTES in the
solution. The remaining concentration of Si in the solution was measured using an inductively coupled
plasma (ICP) emission spectroscopy (ICPS-7510, Shimadzu). The graft density was calculated by the
following equation:
𝜌=

𝑁!"
𝑆!"# 𝑚!"##$%&

where NSi is the substance quantity of IPTES consumed in the surface modification, SBET is the specific
surface area of the support (2.1 m2/g), and msupport is the mass of the dried support.

2.2 Membrane preparation and characterization
ZIF-8 membranes were grown on the IPTES-grafted supports as follows: The supports were
vertically immersed in a precursor solution consisting of deionized water, zinc acetate, and 2methylimidazole (Hmim) at room temperature. The molar composition of the solution was Zn : Hmim :
water = 1 : 30 : 2228. The obtained membranes were washed with 0.1 M Hmim methanol solution and
then dried at room temperature. Finally, the membranes were dried at 50 °C under vacuum.
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X-ray diffraction (XRD) patterns were recorded on a RINT-TTR III X-ray diffractometer (Rigaku,
Japan) using CuKα radiation at 40 kV and 20 mA. Field emission scanning electron microscopy
(FESEM) images of membrane were obtained using an S-4800 electron microscope (Hitachi HighTech, Japan) operated at an acceleration voltage of 1–10 kV.

2.3 Evaluation of gas permeation
Single gas permeation measurements were carried out for gases, H2, CO2, N2, CH4, C3H6, C3H8, at
25 °C. The α-alumina-supported ZIF-8 membranes were activated at 50 °C under vacuum for 6 h prior
to the measurements and then sealed with silicon O-ring in a stainless steel permeation cell. The
driving force across the membrane was provided by pressure drop. In all permeation measurements, the
pressure drop was kept constant at 0.1 MPa and the permeation side was kept constant at atmospheric
pressure. The permeate flow rate was measured with a soap film bubble flow meter. The permeances
were calculated as the fluxes divided by the driving force. The ideal separation selectivity was
determined as the ratio of the permeances of the pure compounds.
Binary component gas permeation measurements were carried out for an equimolar C3H6/C3H8
mixture at 25 °C. The mixture was supplied to a feed side while a permeate side was swept by He with
the total flow rates of both sides maintained at 100 ml/min. The compositions of the steady state feed,
retentate, and permeate were analyzed using gas chromatography (GC-2014, Shimadzu).

3. RESULTS AND DISCUSSION
3.1 Membrane growth
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Figure 1 shows the variation of the graft density of IPTES on porous α-alumina support as a function
of IPTES concentration. The graft density increases while increasing the IPTES concentration until a
plateau value at around 1.8 µmol/m2. The adequacy of the surface modification amount was doublechecked by measurement of variation in the weight of base material. With the α-alumina-support,
however, since there is significantly low surface area of the support, quantitative experimental
investigation was very difficult. Thus, silica powder with relatively high surface area (310 m2/g) was
used for gravimetric measurement. When the IPTES concentration was 30 g/L, the graft density of
IPTES on silica powder was estimated to be 2.6 µmol/m2 by ICP elemental analysis. After the surface
modification, silica powder increased in weight by 13%. The weight loss in the temperature range 250–
500 °C, which is mainly attributed to the decomposition of 3-(2-imidazolin-1-yl)propyl group, was 8%,
corresponding to 2.3 µmol/m2, which is good agreement with the evaluation by ICP elemental analysis.
The single gas permeance of N2 at 25 °C through the highest-grafted α-alumina-support was 9.2 × 10−7
mol/m2·s·Pa, which is not much different from the bare support (9.3 × 10−7 mol/m2·s·Pa); in other
words, the permselectivity characteristics are independent of graft density of IPTES on porous αalumina support.
The morphologies of the α-alumina-supported ZIF-8 membranes were investigated by FESEM. The
images of ZIF-8 membranes grown on the IPTES-grafted support with different graft densities are
shown in Figure 2. The grains of resulting ZIF-8 membranes were well-intergrown on the IPTESgrafted supports. On the other hand, such well-intergrown crystals and well-defined facets were not
formed on the unmodified support. Even though the reflection peaks ascribed to ZIF-8 appeared for
product formed on the unmodified support as shown in Figure 3, top-view of support showed that the
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external surface still retained remnant of the original alumina grain structure. These results suggest that
the ZIF-8 layer was thinly-deposited on the unmodified alumina surface.
Of particular interest is grain downsizing of polycrystalline ZIF-8 membrane with increasing graft
density of IPTES (Figure 2). The number of ZIF-8 grains on the support with an area of more than 100
µm2 was measured to discuss the grain size. Figure 4 shows the number density of ZIF-8 grains on the
IPTES-grafted support. The number density of ZIF-8 grains increased with increasing graft density of
IPTES, which also supports the grain downsizing of polycrystalline ZIF-8 membrane. Although further
investigation is needed to understand the grain structure in the direction perpendicular to the membrane
surface, these results indicate that ZIF-8 preferentially nucleated and grew on the IPTES-grafted
surface. ZIF-8 formation occurs via a coordination reaction between the zinc ions and deprotonated
Hmim (mim−). The mim− ligand is highly symmetric and exists in two equivalent tautomeric forms,
because the proton can be located on either of the two nitrogen atoms. Under appropriately basic
conditions, a nitrogen atom of mim− coordinates to a Zn atom of the adjacent unit to construct the
crystal assembly.[35] Figure 5 illustrates the heterogeneous nucleation and membrane growth of
polycrystalline ZIF-8 membranes on the IPTES-grafted surface. In order to provide active sites for
nucleation, a pseudo-surface of ZIF-8 is formed on the pore surface of α-alumina support using IPTES.
The imidazoline end group of IPTES is analogous to the mim− ligand and then coordinates with Zn and
induces the heterogeneous nucleation on the support-surface. In this membrane preparation, the grain
size of polycrystalline ZIF-8 membrane is determined by the nucleation density on support-surface and
can be controlled by the graft density of surface modifier. On the other hand, there is no large
difference in the membrane thickness. The membranes were all similar about 1 µm thick.
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The reflection peak intensities were all similar for ZIF-8 membranes consisted of different grain sizes,
indicating no large difference in ZIF-8 crystallinity. Although the low intensity may be attributed to (1)
the low sample weight due to thin membrane morphology, (2) the composite structure with support,
and/or (3) the unavoidable displacement of specimen in the XRD measurement due to the geometry of
the curved support, the resulting ZIF-8 crystals were unlikely to make much of a structural and
chemical difference. This result allows a proper assessment of the effect of grain downsizing on gas
permeation properties of polycrystalline ZIF-8 membrane.

3.2 Gas permeation properties
The single-component gas permeation properties were investigated at 25 °C using H2, CO2, N2, CH4,
C3H6, C3H8, with increasing molecular diameters. The scale of kinetic diameters was adopted for this
study as the molecular size.[36] As shown in Figure 6, the permeance decreased rapidly with
increasing molecular size of the permeating gas. H2 shows the highest permeance among the gases
investigated, C3H6 and C3H8 can still permeate even though they are larger than the crystallographic
size of six-ring window of ZIF-8.
At the graft density of IPTES of 1.9 µmol/m2, the H2 permeance was 2.3 × 10−7 mol/m2·s·Pa and the
ideal permselectivities of H2/CO2, H2/N2, H2/CH4, H2/C3H6, and H2/C3H8 were 6.2, 13.7, 14.8, 26.5,
and 953, respectively, which considerably exceeds the Knudsen diffusion selectivities. These results
indicate that the ZIF-8 membranes prepared by our seeding-free aqueous synthesis possess a good
molecular-sieving property. The ideal permselectivities of H2 from CO2, N2, CH4, and C3H6 ever so
slightly increased with the graft density of IPTES. On the other hand, the ideal permselectivity of
C3H6/C3H8 increased rapidly with the graft density of IPTES (Figure 7). The performance of
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polycrystalline membranes strongly depends on the membrane microstructure. As discussed in our
previous reports, aqueous synthesis occurs extremely-fast formation of ZIF-8 crystals.[34,35] The
difference in permselectivities for C3H6/C3H8 may be due to a slight difference in microstructures
coupled with grain size.

3.3 Propylene/propane separation
Recent studies have focused on the performance of ZIF-8 for C3H6/C3H8 separation.[11] It is one of
the most difficult yet critical processes for the petroleum and chemical industry. For our ZIF-8
membranes, the ideal permselectivity increased with increasing graft density of IPTES (Figure 7). The
C3H6/C3H8 permeance slightly decreased and selectivity increased with increasing graft density of
IPTES, in other words, with the grain downsizing.
It is interesting to note that ZIF-8 membranes can pass and sieve C3H6 and C3H8 even though their
kinetic diameters are larger than the crystallographic size of six-ring window of ZIF-8. These
permeation behaviors are attributed to the framework flexibility. It is well known that ZIF-8 can adsorb
molecules as large as 7.6 Å (1,2,4-trimethylbenzene).[37] This unexpected adsorption behavior has
been speculated to be due to the flexible apertures that swing open by reorientation of imidazolate
linkers enforced by guest adsorption.[15–18] In the first place, adsorption isotherms of C3H6 and C3H8
on the aqueous-synthesized ZIF-8 powder sample were measured. The adsorption isotherms were
measured at different temperature to determine the isosteric heat of adsorption. As shown in Figure 8,
there is no large difference in static adsorption property of ZIF-8, adsorbed amount and adsorption heat,
between C3H6 and C3H8. ZIF-8 can adsorb C3H6 and C3H8, corresponding to the accommodation of 6
molecules per cage. On the other hand, there is difference in adsorption kinetics of C3H6 and C3H8, as
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shown in Figure 9 and Table 1. C3H6 has higher diffusivities with smaller activation energy for
diffusion compared with C3H8. On the ZIF-8 powder prepared in aqueous system, the C3H6 diffusivities
are about 10 to 30 times higher than those of C3H8. The permeance ratio of C3H6/C3H8 for our ZIF-8
membranes reaches 36. These results indicate that the sieving of C3H6/C3H8 by our seeding-free
aqueous-synthesized ZIF-8 membrane is mainly governed by diffusion-driven separation process. At
the graft density of IPTES of 1.7 and 1.9 µmol/m2, the permselectivities for an equimolar C3H6/C3H8
mixture were 11.3 and 31.3, respectively. C3H6/C3H8 permselectivity was slightly lower in the binary
mixture as compared to ideal permselectivity, due to cooperative diffusion effect, which enhances C3H8
diffusion in the presence of C3H6.
Finally, the fact that the support surface chemistry can affect both heterogeneous nucleation and
crystallization was well applied for polycrystalline ZIF-8 membrane preparation. Our results
established a correlation between the graft density of surface modifier and the grain structure. The grain
downsizing should result in an increase in the interfaces that can be potential cause of membrane
defects. The membrane densification is necessary since membranes without intergrain pores are
required to utilize only the inherent pores of the ZIF-8 structure. However, the fact that the membranes
with smaller grain size exhibit higher permselectivity may be due to that the crystallization is
dominated by the presence of heterogeneous nucleation sites, and thus the increase in the graft density
is accompanied by high crystallization and improving densification processes of the polycrystalline
ZIF-8 membrane.
On the other hand, ZIF-8 has been recognized as a unique molecular sieving material with flexible
framework, enabling interesting “gate-opening” functionality. More recently, it is recognized that
controlling the crystal size and shape is an effective factor for regulating the structural flexibilities and
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mass transport properties.[19,38] The change in the structural flexibilities and mass transport properties
due to the grain downsizing may also partially contribute to improvement of permselective
performance. An interesting approach is to utilize the crystal size dependency of structural transitions
and adsorption dynamics of ZIF-8 during guest molecule diffusion. Consequently, grain size
engineering of polycrystalline ZIF-8 membranes potentially improves the membrane permselective
performance. To take advantage of this unique adsorption property for membrane separation, further
systematic control in the structural flexibilities is of crucial importance.

4. CONCLUSIONS
In this study, high-quality ZIF-8 membranes were successfully grown on the IPTES-modified porous
supports by aqueous synthesis. In this membrane preparation, the imidazoline end group of IPTES is
analogous to the mim− ligand and then coordinates with Zn and induces the nuclei formation of ZIF-8.
The advantage of this method is that the graft density of IPTES can control the grain size of
polycrystalline ZIF-8 membrane. The ZIF-8 membranes showed a good molecular-sieving property.
The ideal permselectivity of C3H6/C3H8 increased with the graft density of IPTES and reached 36 with
corresponding C3H6 permeance of 8.5 × 10−8 mol/m2·s·Pa. Aqueous synthesis combined with the
support-surface activation concept is more economical and greener compared to other synthesis
procedures in organic solvents. Further studies are under way to control the grain size of polycrystalline
MOF membranes over a wide range from nanometer to micrometer size for improvement of the
membrane permselective performance.
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Table 1 Calculated diffusivitya of C3H6 and C3H8 into the aqueous synthesized ZIF-8

a

Temperature (°C)

DC3H6 (m2/s)

DC3H8 (m2/s)

15

5.48 × 10−13

2.33 × 10−14

25

5.70 × 10−13

2.63 × 10−14

35

5.84 × 10−13

3.75 × 10−14

45

5.88 × 10−13

4.26 × 10−14

Diffusivity calculated by simply fitting an intracrystalline (Fick) diffusion model.
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Figure captions

Figure 1 Variation of the graft density of IPTES on porous α-alumina support as a function of IPTES
concentration.

Figure 2 Top-view and cross-sectional FESEM images of ZIF-8 membranes prepared on porous
support with different graft densities of IPTES (scale bar: 2 µm).

Figure 3 XRD patterns of ZIF-8 membranes prepared on porous support with different graft densities
of IPTES.

Figure 4 Variation of the number density of ZIF-8 grains on porous α-alumina support as a function of
the graft density of IPTES.

Figure 5 Schematic illustration of the heterogeneous nucleation and crystal growth on the IPTESgrafted surface. The ligand-analogous surface modifier induces preferential heterogeneous nucleation
and determines the grain size of polycrystalline ZIF-8 membrane.

Figure 6 Single-component gas permeations in relation to the kinetic diameters of the gases. ZIF-8
membranes were prepared on porous support with different graft densities of IPTES.

Figure 7 Changes in C3H6 permeance and C3H6/C3H8 permselectivities with graft density of IPTES.
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Figure 8 Adsorption isotherms (top) and isosteric adsorption heat (bottom) of C3H6 and C3H8 in ZIF–8.

Figure 9 Uptake curves of C3H6 and C3H8 in ZIF–8. Arrhenius plot of diffusivities for C3H6 and C3H8
(inset).
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Figure 6
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