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ABSTRACT  18 

A composite membrane with a thin defect-free ion gel layer was developed in this study. 19 

The ion gel layer containing an interpenetrating polymer network (IPN) and high ionic 20 

liquid (IL) content (80 – 90wt.%) was prepared on a poly(dimethylsiloxane) gutter layer 21 

by spin coating. The thickness of the IPN ion gel layer was reduced from 20 μm to 600 22 

nm by increasing the dilution ratio of the ion gel precursor solution, and the CO2 23 

permeance of the composite membrane was increased from 45 to 613 GPU. By increasing 24 

the IL content of the IPN ion gel layer to 90 wt.%, the prepared composite membrane 25 

exhibited the CO2 permeance of 778 GPU and CO2/N2 selectivity of 15. The CO2 26 

permeance and CO2/N2 permselectivity of the IPN ion gel layer alone having 90 wt.% IL 27 

were respectively estimated to be 1860 GPU and 27. The excellent gas permeation 28 

performance proves that IPN ion gel is a good optional material as a selective layer of a 29 

composite membrane for efficient CO2 separation. 30 

 31 

Keywords: Ion gel membrane, CO2 separation, Composite membrane, Thin film 32 

preparation, High CO2 permeance  33 
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1. Introduction 34 

The prevention of global warming caused by the increase in the concentration of 35 

greenhouse gases, particularly CO2, is an urgent issue for the mankind [1, 2]. To prevent 36 

the increase in the CO2 concentration in the atmosphere, various CO2 separation 37 

technologies have been developed. One promising technology is the membrane 38 

separation method, which requires less energy and cost for the operation than the other 39 

CO2 separation methods such as absorption and adsorption [3–5].  40 

However, for practical use, the CO2 permeance of most CO2 separation membranes 41 

remains insufficient. Therefore, the development of the membranes with high CO2 42 

permeance is highly desirable. One of the main restrictions for the development of the 43 

membrane with high CO2 permeance is the insufficient CO2 permeability of the 44 

membrane material. Thus far, significant efforts have been devoted to develop the 45 

membrane material with high CO2 permeability, including polymer membranes with 46 

highly designed network configurations such as polymers with intrinsic microporosity 47 

and thermal rearrangement polymers, mixed matrix membranes, facilitated transport 48 

membranes, and ionic liquid (IL)-based membranes [6–16]. Among these membranes, 49 

IL-based membranes usually show excellent CO2 permeability and have the advantage of 50 

easy tuning of the membrane performance by the selection of suitable IL for the 51 

application [13, 17]. If IL-based membranes could be fabricated in to thin films, very high 52 

CO2 permeance of the membrane would be achieved. 53 

ILs are nonvolatile and thermally stable liquid salts consisting of organic cations and 54 
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various kinds of anions. The physicochemical properties of an IL can be tuned by the 55 

design of the chemical structure as well as the selection of the cation and anion. By 56 

introducing some special structures such as fluoroalkyl groups in anions, alkyl-side chains 57 

and imidazolium groups in cations, some ILs are designed to have high CO2 solubility 58 

[18-24]. For example, 1-ethyl-3-methylimidazolium bis-(trifluoromethanesulfonyl)imide 59 

([Emim][Tf2N]), 1-ethyl-3-methylimidazolium dicyanamide ([Emim][DCA]), and 1-60 

ethyl-3-methylimidazolium tetracyanoborate ([Emim][B(CN)4]), have a high solubility 61 

selectivity of CO2 [24–26]. Additionally, ILs maintain a liquid state in a wide temperature 62 

range. It has been reported that the CO2 diffusivity in an IL is normally higher than that 63 

in polymer materials [27–31]. Because the CO2 diffusivity in polymer materials is 64 

strongly affected by the polymer chain motion, rigidity, entanglement and crosslinking of 65 

the polymer chains limit the polymer chain motion and the molecular motion of CO2. On 66 

the other hand, because ILs are usually small molecule, the IL molecules easily move and 67 

the dissolved CO2 can move together with the IL molecules. Therefore, the CO2 68 

diffusivity in an IL is generally higher than that in polymer materials. This high CO2 69 

solubility and diffusivity enables us to use the ILs as prospective candidates for high-70 

performance CO2 separation membranes [13, 32, 33]. An ion gel, which is a gel 71 

containing a large amount of an IL, is a quasi-solid material that can maximize the 72 

attractive properties of the ILs. The gas permeation property through an ion gel membrane 73 

with high IL content is determined by the property of the IL in the gel. As mentioned 74 

above, some ILs designed for CO2 separation have high CO2 solubility and diffusivity. 75 
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Thus, the ion gel-based CO2 separation membranes have high CO2 permeability and good 76 

permselectivity of CO2 over other light gases [10–12, 34–38].  77 

For the practical application of ion-gel-based membranes, ion gels should be made into 78 

a thin film to decrease the gas transport resistance and improve the gas permeance [14, 79 

39, 40]. Until now, the fabrication of thin ion gel membranes has been challenging, 80 

because ion gels are generally weak materials with poor mechanical strength. Recently, 81 

however, tough ion gels, such as double-network ion gels [10–12, 35, 41–46], tetra-PEG 82 

ion gels [34, 47], ion gels with self-assembled copolymer networks [36, 37, 48], and ion 83 

gels with interpenetrating polymer networks (IPN) [49–51], have been developed. Among 84 

these tough ion gels, in this research, we focused on the use of our previously developed 85 

ion gel with IPN structure [51] because [Emim][Tf2N], which is one of the CO2-philic 86 

ionic liquids [24], can be used to prepare the tough ion gel. The prepared IPN ion gel 87 

membrane is composed of the poly(vinylidene fluoride-co-hexafluoropropylene) (PVDF-88 

HFP) network, the poly(N,N-dimethylacrylamide-co-N-succinimidyl acrylate) 89 

(poly(DMAAm-co-NSA)) network, and over 80 wt.% of [Emim][Tf2N]. 90 

In this study, a composite membrane with an ultra-thin IPN ion gel layer (600 nm) was 91 

prepared. The IPN ion gel layer was prepared on a poly(dimethylsiloxane) (PDMS) gutter 92 

layer using the spin-coating method. To increase the gas permeance of the composite 93 

membrane, the thickness of the IPN ion gel layer was reduced by increasing the dilution 94 

ratio of the IPN ion gel precursor solution. Additionally, the IL content of the IPN ion gel 95 

layer was increased to increase the CO2 permeability of the ion gel layer, thereby 96 
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improving the separation performance of the composite membrane. A theoretical 97 

estimation of the gas permeation performance was also performed to demonstrate the 98 

excellent performance of the thin IPN ion gel layer of the developed composite membrane.  99 

 100 

2. Experimental  101 

2.1 Materials 102 

Poly(vinylidene fluoride-co-hexafluoropropylene) (PVDF-HFP) pellets (Sigma-103 

Aldrich) with Mw of 400000 g/mol and Mn of 130000 g/mol were used as the network 104 

material of the IPN ion gel. The other network material is poly(N,N-dimethylacrylamide-105 

co-N-succinimidyl acrylate) (poly(DMAAm-co-NSA)) with N-succinimidyl acrylate 106 

(NSA) ratio of 2.91 mol% and Mn of 121 kg/mol, which was synthesized in accordance 107 

with the method described in our reported work [42, 46]. Diethylene glycol bis(3-108 

aminopropyl) ether (DGBE) purchased from Tokyo Chemical Industry Co., Ltd. was used 109 

as the crosslinker of the poly(DMAAm-co-NSA). The IL 1-ethyl-3-methylimidazolium 110 

bis(trifluoromethanesulfonyl)imide ([Emim][Tf2N]) was purchased from Tokyo 111 

Chemical Industry Co., Ltd. and used as received. It should be noted that the used ionic 112 

liquid ([Emim][Tf2N]) cannot react with CO2 so that the prepared IPN ion gel membrane 113 

is not the CO2 facilitated transport membrane. Acetone (99.5 wt.%) purchased from 114 

FUJIFILM Wako Pure Chemical Co., Ltd. was used as the diluent for the IPN ion gel 115 

precursor solution. Sylgard 184 silicone elastomer base and curing agent purchased from 116 

Dow Silicones Co., Ltd. were used to prepare the PDMS gutter layer. Poly(sodium 4-117 
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styrenesulfonate) (average Mw of ~70000, Sigma-Aldrich Co.) was used as a sacrificial 118 

layer for the preparation of the gutter layer. 119 

2.2 Preparation of the IPN ion gel precursor solution 120 

  The precursor solution for the PVDF-HFP/poly(DMAAm-co-NSA) IPN ion gel was 121 

prepared by dissolving PVDF-HFP, poly(DMAAm-co-NSA), DGBE and [Emim][Tf2N] 122 

in acetone. The schematic illustration of the preparation of the precursor solution is shown 123 

in Scheme 1. The detailed preparation procedures are described elsewhere [51]. In this 124 

study, the weight ratio of PVDF–HFP to the sum of IPN precursors (PVDF–HFP, 125 

poly(DMAAm-co-NSA), and DGBE) was fixed at 0.5 g/g, and the molar ratio of 126 

DGBE/NSA was fixed at 0.5 mol/mol. The precursor solutions of the IPN ion gels with 127 

different dilution ratios were prepared by changing the weight ratio of acetone to the sum 128 

of the IL and network precursors. This ratio was defined as r to indicate the dilution degree 129 

of the IPN ion gel precursor solution. A higher r value indicates a higher dilution ratio of 130 

the IPN ion gel precursor solution. 131 

 132 
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 133 
Scheme 1. Schematic illustrations of the preparation of the self-standing IPN ion gel membrane and 134 
the composite membrane containing the thin IPN ion gel layer. 135 

 136 

2.3 Preparation of the support membrane 137 

In the current stage, it is difficult to prepare a free-standing ion gel membrane with a 138 

thickness less than 100 µm. Therefore, in this study, a support membrane composed of a 139 

porous polytetrafluoroethylene (PTFE) membrane and a dense PDMS gutter layer was 140 

used as the substrate for the preparation of the thin ion gel membrane. The function of the 141 

PDMS gutter layer is to prevent the ion gel precursor solution from entering the pores of 142 

the PTFE membrane. The PDMS gutter layer was prepared by following the previously 143 

reported method [52, 53]. First, the glass plate was cleaned and treated for 5 min by air 144 

plasma (YHS-R, Kai Semi-conductor Co., Ltd.). Poly(sodium 4-styrenesulfonate) 145 

aqueous solution (30 wt.%) was spin-coated on the plasma-treated glass plate at the 146 
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rotation speed of 3000 rpm for 1 min using a spin-coater (MS-A100, Mikasa Co., Ltd.). 147 

The glass plate with the poly(sodium 4-styrenesulfonate) layer was dried on a hot plate at 148 

120 °C for 5 min. The base and curing agent of Sylgard 184 were mixed at a 10 : 1 mass 149 

ratio and diluted by hexane to adjust the concentration to 5 wt.%. This solution was spin-150 

coated onto the glass plate with the poly(sodium 4-styrenesulfonate) layer at the rotation 151 

speed of 4000 rpm for 1 min. It was then dried on a hot plate at 120 °C for 30 min to 152 

perform the crosslinking reaction of the PDMS layer. A polytetrafluoroethylene (PTFE) 153 

porous membrane (Toyo Roshi Kaisha, Ltd., Japan; pore size: 0.1 μm) was pasted onto 154 

the PDMS layer and they were immersed in pure water. Because the poly(sodium 4-155 

styrenesulfonate) layer was dissolved in water, the PTFE membrane with the PDMS 156 

gutter layer separated from the glass plate. The PDMS layer surface was then washed 157 

with pure water to completely remove the residual poly(sodium 4-styrenesulfonate). 158 

Finally, it was dried at ambient temperature. The prepared PDMS gutter layer without any 159 

treatment had a CO2 permeance of 1600 GPU and a CO2/N2 permselectivity of 5.61. 160 

 161 

2.4 Preparation and characterization of the self-standing IPN ion gel membrane  162 

The mechanical strength, surface morphology, and CO2 and N2 permeability of the IPN 163 

ion gel membrane prepared with the precursor solution with different dilution ratios were 164 

evaluated using thick self-standing IPN ion gel membranes. The schematic illustration of 165 

the preparation of the self-standing IPN ion gel membrane is shown in Scheme 1. The 166 

precursor solution was poured into an open mold and placed in an oven at 50 °C for 24 h 167 
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to roughly evaporate the diluent (acetone). Subsequently, the prepared self-standing IPN 168 

ion gel membrane was dried completely on a hot plate at 70 °C for 24 h. The thickness of 169 

the IPN ion gel membrane was determined by observing the cross-section of the 170 

membrane using a digital microscope system (LEICA DMS300). The tensile strength of 171 

the self-standing IPN ion gel was measured using a universal testing instrument (EZ-LX, 172 

Shimadzu Co., Japan). The thickness of dumbbell-shaped IPN ion gel samples, measured 173 

using the digital microscope system, was used to calculate the tensile stress. The tensile 174 

strain was increased at the rate of 100 mm/min. The loading-unloading cyclic tensile test 175 

was performed to evaluate the dissipated energy in response to the force application. In 176 

the cyclic tensile tests, the strain increased by 0.5 mm/mm per cycle. 177 

 178 

2.5 Preparation of the composite membrane with thin IPN ion gel layer 179 

The thin-film preparation methods such as casting and roll-to-roll coating are simple 180 

and easy for large-scale application. However, in the current stage of our research, it is 181 

hard for us to prepare a large-scale composite membrane with a thin and defect-free ion 182 

gel layer. The main target of this research is to confirm the CO2 permeation performance 183 

of the composite membrane with a thin and defect-free ion gel layer. Therefore, we 184 

adopted a spin-coating method because it is a facile method to prepare a thin membrane 185 

in a lab scale. 186 

The CO2 permeation performance of the thin IPN ion gel membrane was evaluated 187 

using the composite membrane composed of thin IPN ion gel layer, PDMS gutter layer, 188 
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and porous PTFE support. The schematic illustration of the preparation of the composite 189 

membrane is shown in Scheme 1. The IPN ion gel precursor solution was spin-coated 190 

onto the support membrane with PDMS gutter layer at the rotation speed of 1000 rpm for 191 

20 s. In this study, just before the use, the PDMS gutter layer was pre-treated by the air 192 

plasma for 2 s to improve the wettability of the precursor solution. After spin-coating the 193 

precursor solution, the composite membrane was dried in an oven at 50 °C for 24 h. The 194 

surface morphology and roughness of the IPN ion gel were measured using a laser 195 

microscope (KEYENCE, VK-X3000). The thickness of the IPN ion gel layer was 196 

measured using a field-emission scanning electron microscopy (FE-SEM JSM-7500F, 197 

JEOL Ltd., Japan). To control the thickness of the IPN ion gel layer, the precursor 198 

solutions with different dilution ratios were used. In addition, the precursor solution with 199 

large IL content was used to increase the IL content of the IPN ion gel layer. The 200 

compositions of the precursor solutions are shown in Table S1. 201 

 202 

2.6 Evaluation of the gas separation performance 203 

The CO2/N2 separation performance of the IPN ion gel membranes (self-standing and 204 

composite membranes) was evaluated using the sweep method with a permeation 205 

apparatus described elsewhere [35, 46]. The feed gas was a mixture of 50/50 mol/mol of 206 

CO2 and N2. It was fed into the gas permeation cell at the constant flow rate of 200 207 

mL/min. The sweep gas (Helium) was fed to the permeation side of the gas permeation 208 

cell at the constant flow rate of 40 mL/min. The flow rates of the feed and sweep gases 209 
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were controlled using a mass flow controller (Hemmi Slide Rule Co., Ltd., Japan). The 210 

gas permeation test was conducted at 30 °C under atmospheric pressure. The 211 

compositions of the permeated CO2 and N2 in the sweep gas, measured using gas 212 

chromatograph (GC-8A, Shimadzu Co., Japan), were used to calculate the CO2 and N2 213 

permeances. 214 

 215 

3. Results and discussion 216 

3.1 Effects of dilution ratio of the precursor solution on the mechanical properties 217 

and surface roughness of the IPN ion gel membranes 218 

To prepare an ultra-thin ion gel layer, the ion gel should have a sufficiently high 219 

mechanical strength and low surface roughness [45]. In this study, an ultra-thin ion gel 220 

layer was prepared using a highly diluted precursor solution of the IPN ion gel. Prior to 221 

the preparation and evaluation of the composite membrane with an ultra-thin IPN ion gel 222 

layer, the effects of the dilution ratio of the precursor solution on the mechanical strength 223 

and surface roughness of the IPN ion gel were investigated. Self-standing IPN ion gel 224 

membranes were used for this investigation.  225 

The mechanical properties of the IPN ion gels prepared using the precursor solutions 226 

with different r values were evaluated through uniaxial tensile tests. It should be 227 

mentioned that when the r values were higher than 12.8 g/g the prepared free-standing 228 

IPN ion gels were too thin to be measured for the uniaxial tensile test. The stress-strain 229 

curves of the IPN ion gels are presented in Fig. 1. As shown in Fig. 1, no clear dependence 230 
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of the mechanical properties on the r values was found. To further confirm this result, the 231 

Young’s modulus, fracture stress, fracture strain, and fracture energy of the IPN ion gels 232 

were determined from uniaxial tensile stress–strain curves. At each r value, at least 4 ion 233 

gel samples were measured and the average values of the Young’s modulus, fracture stress, 234 

fracture strain, and fracture energy were calculated and presented in Fig. S1. The results 235 

in Fig. S1 show that the mechanical properties are not dependent on the r value and 236 

approximately the same. This indicates that the dilution ratio of the precursor solution 237 

does not significantly affect the mechanical strength of the IPN ion gel. 238 

 239 

 240 
Fig. 1. Uniaxial tensile stress–strain curves of IPN ion gels as a function of the dilution ratio of the ion 241 
gel precursor solution. r is the weight ratio of acetone to the sum of the IL and network precursors in 242 
the precursor solution of the IPN ion gel. The IL content of the IPN ion gels was 80 wt.%. 243 

 244 

Evaluating the surface roughness of the IPN ion gel prepared using a diluted precursor 245 

solution is also essential. When an external force is applied to an ion gel thin film, the 246 

stress is concentrated on the thin parts, leading the defect formation and making the ion 247 
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gel break easily. To avoid the defect formation in an ultra-thin ion gel layer of the 248 

composite membrane, the ion gel layer should have a low surface roughness. Therefore, 249 

the effects of the dilution ratio of the precursor solution on the surface roughness of the 250 

IPN ion gel layer were investigated.  251 

In this investigation, the IPN ion gel layer was prepared on a glass plate using the spin-252 

coating method. The IPN ion gel precursor solution was spin-coated at a rotation speed 253 

of 1000 rpm for 20 s, then dried in an oven at 50 °C for 24 h. The surface roughness of 254 

the prepared IPN ion gel layer is presented in Fig. 2. As shown in Fig. 2(a), the arithmetic 255 

mean height (Sa) of the IPN ion gel thin layer decreases with increasing r values. A lower 256 

Sa means that the gel surface is smoother. Therefore, when the dilution ratio of the IPN 257 

ion gel precursor solution increases, the surface of the IPN ion gel layer tends to be 258 

smoother (Fig. S2). The IPN ion gel layer prepared using the highly diluted precursor 259 

solution with r equal to 24 g/g had a smooth surface, as shown in Fig. 2(b). This 260 

characteristic is preferred for the preparation of a thin ion gel layer. 261 

 262 
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 263 
Fig. 2. Effects of dilution ratios of precursor solution on the surface roughness of IPN ion gel 264 
containing 80 wt.% of the IL. (a) Relationship between the arithmetic mean height (Sa) of the IPN ion 265 
gel layer and the dilution ratio (r) of the precursor solution. (b) Surface morphology and roughness 266 
curves in horizontal and vertical directions of the IPN ion gel layer prepared using the precursor 267 
solution with r equal to 24 g/g.  268 

 269 

3.2 Effects of dilution ratio of precursor solution on the gas permeation property of 270 

IPN ion gel membranes 271 

To develop a highly and selectively CO2 permeable composite membrane with an ultra-272 

thin IPN ion gel layer, the ion gel layer should have high CO2 permeability and high 273 

CO2/N2 selectivity. Regarding the CO2 permeation property, it was concerned that the 274 

dilution of the precursor solution of the IPN ion gel layer would affect to the CO2 275 

permeability and CO2/N2 selectivity. Therefore, the effect of the dilution ratio of the 276 

precursor solution on the gas separation performance of IPN ion gel membranes was 277 

investigated. In this investigation, the CO2 and N2 permeabilities were evaluated using 278 

thick self-standing IPN ion gel membranes prepared from precursor solutions with 279 

different dilution ratios. The results are presented in Fig. 3. As shown in Fig. 3(a), the 280 
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CO2 permeabilities and CO2/N2 selectivities are almost constant at different r values. This 281 

indicates that the dilution ratio of the precursor solution does not significantly affect the 282 

gas permeation property of the IPN ion gel. This result is preferable for the preparation 283 

of ultra-thin IPN ion gel layers using diluted precursor solutions. Additionally, the CO2 284 

permeance exhibits proportional relationship with the inversed thickness of the IPN ion 285 

gel membrane (Fig. 3(b)). From the slope of the straight line in Fig. 3(b), the CO2 286 

permeability of the IPN ion gel membrane was determined as 747.2 barrer.  287 

 288 

 289 
Fig. 3. CO2 permeation properties of IPN ion gel membranes prepared using precursor solutions with 290 
different dilution ratios. (a) Effects of dilution ratio on the CO2 permeability and CO2/N2 291 
permselectivity and (b) Relationship between the CO2 permeance and inversed thickness of the IPN 292 
ion gel membrane. The IL contents of the IPN ion gel membranes were 80 wt.%. The gas permeation 293 
performance was evaluated at 30 °C under dry and atmospheric pressure condition. 294 

 295 

3.3 Optimization of the gutter layer for the preparation of the composite membrane 296 

As indicated previously, the IPN ion gel membrane provides the high mechanical 297 
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strength, low surface roughness, and high and selective CO2 permeability even when a 298 

highly diluted precursor solution is used. Hence, subsequently, the composite membrane 299 

composed of porous support membrane, PDMS gutter layer, and the thin IPN ion gel layer 300 

was prepared using the highly diluted precursor solution of the IPN ion gel. The IPN ion 301 

gel precursor solutions with different r values were spin-coated onto the PDMS gutter 302 

layers of the support membranes to prepare the composite membranes. The IL content of 303 

the IPN ion gel layer was 80 wt.%.  304 

First, the composite membrane was prepared by spin-coating the precursor solution 305 

onto the as-prepared PDMS gutter layer without any surface treatment. The gas 306 

permeation performance of the composite membranes is presented in Fig. S3(a). The CO2 307 

and N2 permeances of the composite membrane increase with increasing r values, but the 308 

CO2/N2 permselectivity dramatically decreases as a result of severe defect formation, as 309 

shown in Fig. S3(b).  310 

It was considered that the defect formation was attributed to the poor wettability 311 

between the surface of the as-prepared PDMS gutter layer and the precursor solution of 312 

the IPN ion gel. As shown in Fig. 4, at the data point corresponding to a plasma treatment 313 

time of 0 seconds, the contact angle of [Emim][Tf2N] on the as-prepared PDMS gutter 314 

layer is very high (approximately 80°). Because the diluent (acetone) is highly volatile, it 315 

was removed rapidly from the precursor solution after spin-coating onto the PDMS gutter 316 

layer. The evaporation of the diluent caused the deterioration of the surface wettability, 317 

resulting in the defect formation in the IPN ion gel layer. Therefore, to improve the 318 



18 
 

wettability, the PDMS gutter layer was treated by air plasma before the formation of the 319 

IPN ion gel layer. As shown in Fig. 4(a), the contact angles of not only the precursor 320 

solution of the IPN ion gel but also [Emim][Tf2N] on the PDMS gutter layer effectively 321 

decreased with increasing plasma treatment time. As shown in Fig. 4(b), even when the 322 

plasma treatment was conducted at only 2 s, the visible defects disappeared. Therefore, it 323 

is confirmed that the plasma treatment is effective in preventing the defect formation in 324 

the thin IPN ion gel layer.  325 

However, on the other hand, it is well known that the plasma treatment affects the gas 326 

permeation performance of the PDMS gutter layer [45, 54]. Thus, to determine the 327 

optimal plasma treatment time in terms of wettability and gas permeation property, the 328 

effects of plasma treatment time on the CO2 and N2 permeation properties of the PDMS 329 

gutter layer and composite membrane were evaluated. The results are presented in Figs. 330 

4(c) and (d). Regarding the PDMS gutter layer, along with the increase in the plasma 331 

treatment time, the CO2 permeance decreased, but the CO2/N2 permselectivity slightly 332 

increased. This is because of the decrease in the free volume in the gutter layer caused by 333 

the conversion of the polysiloxane structure into the SiOx structure following plasma 334 

treatment [55–57]. 335 

It has been reported that the CO2/N2 permselectivity of PDMS membranes is between 336 

5 and 10 [58, 59]. Thus, the CO2/N2 permselectivity of the PDMS gutter layers presented 337 

in Fig. 4(d) indicates that no significant defects were formed in the PDMS gutter layer as 338 

a result of the plasma irradiation. On the other hand, as for the composite membrane, the 339 
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CO2/N2 permselectivity significantly increases from 12 for the as-prepared membrane to 340 

20 after 2 s of the plasma treatment. This improvement in the CO2/N2 permselectivity of 341 

the composite membrane was because no defects were formed in the IPN ion gel layer 342 

fabricated on the plasma-treated PDMS gutter layer. When the plasma treatment time 343 

exceeds 2 s, the CO2/N2 permselectivity remains almost constant. Therefore, it was 344 

determined that 2 s of the plasma treatment is sufficient to form the defect-free IPN ion 345 

gel layer on the PDMS gutter layer. The CO2 permeance of the composite membranes 346 

monotonically decreases with increasing plasma treatment time. This is because the CO2 347 

permeance of the PDMS gutter layer decreases with increasing plasma treatment time, 348 

indicating that the diffusion of the dissolved gases in the PDMS gutter layer strongly 349 

affects to the overall gas permeation of the composite membrane. Therefore, from the 350 

perspective of CO2 permeability, a shorter plasma treatment duration is preferable. Based 351 

on these results, the optimal plasma treatment time of the PDMS gutter layer should be 2 352 

s. 353 

 354 



20 
 

 355 
Fig. 4. Effects of the plasma treatment time on the PDMS gutter layer. (a) The contact angles of the 356 
[Emim][Tf2N], acetone, and ion gel precursor solution on the PDMS gutter layer, (b) Surface 357 
morphology of the composite membrane prepared on the PDMS gutter layer treated by air plasma for 358 
2s, and (c) CO2 permeance and (d) CO2/N2 permselectivity of the PDMS gutter layer and the composite 359 
membrane. The precursor solution with r equal to 12.8 g/g was used. The weight percentage of the 360 
IL/(polymers and IL) in the precursor solution and IPN ion gel was 80 wt.%. The gas permeation 361 
performance was evaluated at 30 °C under dry and atmospheric pressure condition. 362 

 363 

3.4 Gas permeation performance of the composite membrane with the thin IPN ion 364 

gel layer prepared using highly diluent precursor solution  365 

A composite membrane with the thin IPN ion gel layer was fabricated using the PDMS 366 

gutter layer treated by plasma for 2 s, and the CO2 and N2 permeances and CO2/N2 367 

permselectivities were evaluated. To prepare the composite membrane, the IPN ion gel 368 

precursor solutions with different r values were used to control the gel layer thickness. It 369 
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should be noted that when the r values were higher than 24 g/g, obvious defects were 370 

formed on the surface of the ion gel layer. Thus the highest r value investigated in this 371 

experiment was 24 g/g. The results of the gas permeation test are presented in Fig. 5. As 372 

shown in Fig. 5(a), the CO2 permeance effectively increases from 45 to 613 GPU as the 373 

dilution ratio of the precursor solution increases. This monotonic increase would be due 374 

to the decrease of the ion gel layer thickness. On the other hand, the CO2/N2 375 

permselectivity decreases slightly with increasing dilution ratios. Although the decrease 376 

in the CO2/N2 permselectivity might be caused by the defect formation in the IPN ion gel 377 

layer, the surface morphology of the IPN ion gel layer formed using the precursor solution 378 

with r = 24 g/g was very smooth and free of defects (Fig. 5(b)). Thus, it was considered 379 

that the defect formation in the IPN ion gel layer was not the reason of the decrease of the 380 

CO2/N2 permselectivity. The other possible reason for the decrease in the CO2/N2 381 

permselectivity is the increment of the contribution of the PDMS gutter layer to total gas 382 

permeation resistance of the composite membrane along with the decrease in the IPN ion 383 

gel layer thickness. To assess the validity of this assumption, we conducted theoretical 384 

investigation of the decline of the CO2/N2 permselectivity. 385 

 386 
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 387 
Fig. 5. CO2 and N2 permeation performances of the composite membrane with plasma treated PDMS 388 
gutter layer and IPN ion gel layer. (a) Effect of dilution ratio on the CO2 and N2 permeances and 389 
CO2/N2 permselectivity and (b) surface morphology of the composite membrane with the IPN ion gel 390 
layer prepared using the precursor solution with r equal to 24 g/g. The PDMS gutter layer treated by 391 
air plasma for 2 s was used. The IL content of the IPN ion gel layer was 80 wt.%. 392 

 393 

The gas permeation performance of a composite membrane can be estimated using 394 

resistance model [60]. The composite membrane fabricated in this study is composed of 395 

a selective IPN ion gel layer (layer 1), a PDMS gutter layer (layer 2) and a porous PTFE 396 

support membrane (layer 3). In these diffusion resistance layers, the gas transport 397 

resistance of the porous support membrane can be ignored. Therefore, the permeance of 398 

gas species “i” through the composite membrane, denoted as 𝑅𝑅i,total, can be expressed 399 

by Eq. 1 [45].  400 

             𝑅𝑅i,total =
1

� 𝛿𝛿1𝑃𝑃i, 1
+ 1
𝑅𝑅i, 2

�
                       (1) 401 

Here R and P are the permeance and permeability, respectively. 𝛿𝛿1 is the thickness of the 402 

IPN ion gel layer. The subscript “i” represents the gas permeate (i.e., CO2 or N2). The 403 

subscripts “total”, “1”, and “2” represent the composite layer of the PDMS and IPN ion 404 
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gel layers, IPN ion gel layer, and PDMS layer, respectively. The permselectivity of the 405 

composite membrane, denoted as 𝑆𝑆total, can be expressed by Eq. 2. 406 

 𝑆𝑆total =
𝑅𝑅CO2,total

𝑅𝑅N2,total
=

� 𝛿𝛿1
𝑃𝑃N2,1

+ 1
𝑅𝑅N2,2

�

� 𝛿𝛿1
𝑃𝑃CO2,1

+ 1
𝑅𝑅CO2,2

�
      (2) 407 

From Eqs. 1 and 2, Eq. 3 can be derived.  408 

𝑆𝑆total = 𝑆𝑆1 ∙ �1 −
𝑅𝑅CO2,total

𝑅𝑅CO2, 2
� +

𝑅𝑅CO2,total

𝑅𝑅N2,2
    (3) 409 

Here 𝑆𝑆1 is the CO2/N2 permselectivity of the IPN ion gel layer (𝑆𝑆₁ = 𝑃𝑃CO2,1/𝑃𝑃N2,1 = 27). 410 

The CO2 permeance 𝑅𝑅CO2,2 and N2 permeance 𝑅𝑅N2,2 of the PDMS gutter layer treated 411 

by plasma for 2 s were 1400 GPU and 238 GPU, respectively (See Figs. 4(c) and (d)). 412 

Therefore, if both the ion gel layer and the gutter layer are defect-free, the relationship 413 

between 𝑅𝑅CO2,total and 𝑆𝑆total can be estimated using Eq. 3.  414 

 The estimated result is presented in Fig. 6 along with the experimental data shown in 415 

Fig. 5(a). As shown in this figure, the estimated curve is in good agreement with the 416 

experimental results. It is worth noting that the theoretically estimated CO2/N2 417 

permselectivity of the composite membrane decreases with the increase in the CO2 418 

permeance of the composite membrane 𝑅𝑅CO2,total . In other words, the theoretical 419 

calculation indicates that the permselectivity decreases with the increasing 𝑅𝑅CO2,total , 420 

even if the IPN ion gel layer has no defects. The reason for the decrease in the estimated 421 

permselectivity is because the permselectivity of the PDMS gutter layer is as low as 422 

approximately 6 (Fig. 4(d)) and the contribution of the PDMS gutter layer resistance to 423 
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the total resistance becomes large with the increase in the IPN ion gel layer permeance. 424 

Therefore, based on the analysis by the theoretical model (Eq. 3), it is strongly suggested 425 

that the IPN ion gel layer formed on the plasma treated PDMS gutter layer were defect-426 

free. In other words, it is confirmed that a composite membrane with defect-free IPN ion 427 

gel layer was successfully formed using a highly diluted precursor solution. 428 

 429 

 430 
Fig. 6. Theoretically estimated relationship between the CO2/N2 permselectivity and the CO2 431 
permeance of the composite membrane. The experimental data are also plotted to compare the 432 
correlation between the estimated result with the experimental data. The composite membranes were 433 
prepared by spin-coating the precursor solutions with different dilution ratios onto the PDMS gutter 434 
layer treated by plasma for 2 s. The experimental results are the same as those shown in Fig. 5(a). The 435 
estimated curve was calculated by Eq. 3.  436 

 437 

The ion gel layer thicknesses of the composite membranes were measured using SEM 438 

and are presented in Figs. 7(a) and 7(b). The thickness significantly decreases from 20 439 

μm to 600 nm when the r value increases from 1.6 to 24 g/g. This result indicates that 440 
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increasing the dilution ratio of the precursor solution effectively reduces the thickness of 441 

the IPN ion gel layer. To confirm the reliability of the thickness of the thin ion gel layer 442 

formed using highly diluted precursor solution, we also conducted theoretical 443 

investigation. Based on Eqs. 1 and 2, we can estimate the CO2 permeance and CO2/N2 444 

permselectivity of the composite membrane with the ion gel layer with different thickness 445 

δ1. The relationships between the CO2 permeance and CO2/N2 permselectivity, and the 446 

ion gel layer thickness are presented in Figs. 7(c) and 7(d). In the calculation, it was 447 

considered that both the ion gel layer and gutter layer are defect-free. In addition, it is 448 

considered that the gas permeabilities of the IPN ion gel layer are independent on the gel 449 

layer thickness, because the IPN ion gel membrane is not a facilitated transport membrane. 450 

The CO2 and N2 permeabilities of the IPN ion gel layer were respectively fixed at 747.2 451 

barrer and 27.67 barrer, which were determined for the self-standing thick ion gel 452 

membranes (see Fig. 3). The CO2 and N2 permeances of the PDMS gutter layer were 453 

respectively fixed at 1400 and 238 GPU (see Figs. 4(c) and 4(d)). In Figs. 7(c) and 7(d), 454 

the experimentally determined CO2 permeances and CO2/N2 permselectivities of the 455 

composite membranes shown in Figs. 7(a) and 7(b) are plotted, respectively. The 456 

estimated results are in good agreement with the experimental data, indicating that the 457 

thicknesses of the IPN ion gel layers measured in Figs. 7(a) and 7(b) are reasonable. 458 

Therefore, it is confirmed that a composite membrane with an ultrathin and defect-free 459 

IPN ion gel layer can be successfully formed using a highly diluted precursor solution. 460 

 461 
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 462 

 463 
Fig. 7. The IPN ion gel layer thickness of the composite membrane. SEM images of the cross section 464 
of the composite membranes with the IPN ion gel layer prepared using the precursor solution with r 465 
equal to (a) 1.6 g/g and (b) 24 g/g. The composite membranes were prepared using the support 466 
membrane with the PDMS gutter layer treated by plasma for 2 s. Relationships between the (c) CO2 467 
permeance and (d) CO2/N2 permselectivity of the composite membranes, and the ion gel layer 468 
thickness. The estimated CO2 permeance and CO2/N2 permselectivity of the composite membranes in 469 
parts (c) and (d) were calculated from Eqs. 1 and 2, respectively. 470 

 471 

3.5 Gas permeation performance of the composite membrane having thin IPN ion 472 

gel layer with high IL content  473 

Reducing the thickness of the IPN ion gel layer is an effective method for increasing 474 
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the CO2 permeance of the composite membrane. On the other hand, increasing the CO2 475 

permeability of the ion gel layer is another promising method for increasing the CO2 476 

permeance of the composite membrane. The gas permeability of the IPN ion gel 477 

membrane can be increased by increasing the IL content [51]. Therefore, to improve the 478 

gas permeation performance of the composite membrane, the IL content of the IPN ion 479 

gel layer was increased from 80 to 90 wt.%. The effect of the IL content of the IPN ion 480 

gel layer on the gas permeation performance of the composite membrane is presented in 481 

Figs. 8(a) and (b). As shown in Fig. 8(a), the CO2 permeance of the composite membrane 482 

effectively increases with the increasing IL content and dilution ratio. In contrast, the 483 

CO2/N2 permselectivity decreases with the increasing IL content and the dilution ratio 484 

(Fig. 8(b)). The effects of the dilution ratio on the CO2 permeance and CO2/N2 485 

permselectivity are the same as those for the composite membrane having the IPN ion gel 486 

layer with the IL content of 80 wt.%.  487 

Regarding the effect of the IL content on the CO2 permeance, the CO2 permeance of 488 

the composite membrane increases due to the increase in the CO2 permeability of the IPN 489 

ion gel layer with the increasing IL content. The CO2/N2 permselectivity decreases with 490 

the increasing IL content when the r value was over 12.8 g/g. This decrease was caused 491 

by the increasing contribution of the PDMS gutter layer resistance to the total resistance 492 

as a result of the increasing CO2 permeability of the IPN ion gel layer (Eq. 3). The 493 

experimental CO2/N2 permselectivities and the CO2 permeances of the composite 494 

membranes with different IL contents prepared using the precursor solutions with 495 
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different dilution ratios were compared with those estimated using Eq. 3 (Fig. 8(c)). The 496 

results clearly show that the experimental and theoretically estimated results are in good 497 

agreement. The good agreement indicates that the formed IPN ion gel layer with 90 wt.% 498 

of the IL content had no defect, which was also confirmed by the surface observation of 499 

the composite membrane (Fig. 8(d)). Therefore, it is demonstrated that increasing the IL 500 

content of the IPN ion gel layer is effective in increasing the CO2 permeance of the 501 

composite membrane. 502 

The thickness of the gel layer with 90 wt.% IL could be determined from the 503 

experimental result and Eq. 1. The CO2 permeance of the composite membrane having 504 

the IPN ion gel layer with 90 wt.% of the IL were 778 GPU (Fig. 8(a)). In our previous 505 

work, we determined the CO2 permeability and the CO2/N2 permselectivity of the self-506 

standing IPN ion gel membrane with 90 wt.% of the IL as 1116 barrer and 27, respectively 507 

[51]. The CO2 permeance of the plasma treated PDMS gutter layer was 1400 GPU (Fig. 508 

4(c)). Using these values and Eq. 1, the thickness of the IPN ion gel layer of the composite 509 

membrane having the IPN ion gel layer with 90 wt.% of the IL was determined to be 600 510 

nm. In addition, long-term stability test of the composite membrane was performed. The 511 

result is presented in Fig. 9. As shown in Fig. 9, the composite membrane with the very 512 

thin ion gel layer exhibited a good long-term stability. Thus, it was confirmed that an 513 

ultra-thin IPN ion gel layer having sufficient stability was successfully prepared even if 514 

the IL content in the gel layer was 90 wt.%. 515 

 516 
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 517 
Fig. 8. Effect of the IL content of the IPN ion gel layer on the (a) CO2 permeance and (b) CO2/N2 518 
permselectivity of the composite membranes prepared using the precursor solution with different r 519 
values. The PDMS gutter layer treated by plasma for 2 s was used to prepare the composite membranes. 520 
(c) Comparison between the experimental data and the theoretically estimated relationship between 521 
the CO2/N2 selectivity and the CO2 permeance of the composite membranes with the IPN ion gel layer 522 
having different IL contents. The estimated line was calculated by Eq. 3. (d) Surface morphology of 523 
the composite membrane having the IPN ion gel layer with 90 wt.% of the IL prepared using the 524 
precursor solution with r equal to 24 g/g.  525 

 526 
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 527 
Fig. 9. Long-term stability of the IPN ion gel-based composite membrane. The IPN ion gel layer was 528 
prepared using the precursor solution with r equal to 24 g/g. The PDMS gutter layer treated by air 529 
plasma for 2 s was used. The IL content of the IPN ion gel layer was 90 wt.%. The gas permeation 530 
performance was evaluated at 30 °C under dry and atmospheric pressure condition. 531 

 532 

Using the determined thickness and the CO2 permeability of the IPN ion gel layer, the 533 

CO2 permeance of the IPN ion gel layer was calculated to be 1860 GPU. The CO2 534 

permeance of 1860 GPU and the CO2/N2 permselectivity of 27 of the IPN ion gel layer 535 

are higher than those of the gutter layer (1400 GPU and 6, respectively). This means the 536 

insufficient CO2 permeance of the PDMS gutter layer severely restricted the total CO2 537 

separation performance of the composite membrane. 538 

 539 

3.6 Estimation of the CO2 permeation performance of the composite membrane with 540 

a high-performance gutter layer 541 

  As mentioned above, the CO2 permeance of the gutter layer considerably affects the 542 

overall CO2 permeance of the composite membrane with a highly CO2 permeable thin 543 
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IPN ion gel layer. Unfortunately, in the current stage, because it is difficult for us to 544 

prepare a highly CO2 permeable gutter layer, the highest CO2 permeance of our developed 545 

composite membrane was 778 GPU, which is still less than 1000 GPU. However, in 546 

recent years, the development of gutter layers has been progressing, and some state-of-547 

the-art gutter layers have very high CO2 permeance of even over 8000 GPU while the 548 

CO2/N2 permselectivity could be maintained from 7 to 11 [53, 61–69]. If a high-549 

performance gutter layer could have been used to prepare our proposed composite 550 

membrane, there is no doubt that the CO2 permeance of the composite membrane with 551 

the best IPN ion gel layer developed in this work should be very high. Here, we estimated 552 

the performance of the composite membrane with high performance gutter layer. 553 

Fig. 10 presents the effects of the IPN ion gel layer thickness on the CO2 permeance 554 

and CO2/N2 permselectivity of the composite membrane composed of the gutter layer 555 

with different CO2 permeance and the IPN ion gel layer containing 90 wt.% of the IL. 556 

The CO2 permeance and the CO2/N2 permselectivity of the composite membrane could 557 

be effectively improved by increasing the CO2 permeance of the gutter layer. If the CO2 558 

permeance of the PDMS gutter layer is greater than 5000 GPU, then the CO2 permeance 559 

and CO2/N2 permselectivity of the composite membrane with an experimentally achieved 560 

IPN ion gel layer with thickness of 600 nm could be more than 1355 GPU and over 22, 561 

respectively. These performances satisfy the requirement of the CO2 capture for the flue 562 

gas from the coal-fired power plant (>1000 GPU CO2 permeance and >20 CO2/N2 563 

permselectivity [5]).  564 
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 565 
Fig. 10. Effect of gel layer thickness on the CO2 permeance and CO2/N2 permselectivity of the 566 
composite membrane composed of the gutter layer with different CO2 permeance and the IPN ion gel 567 
layer containing 90 wt.% of the IL. (a) CO2 permeance estimated by Eq. 1 and (b) CO2/N2 568 
permselectivity estimated by Eq. 2. For the calculation, the CO2 permeability and CO2/N2 569 
permselectivity of the IPN ion gel layer were fixed at 1116 barrer and 27, respectively. The CO2/N2 570 
permselectivity of the PDMS gutter layer was fixed at 11. 571 

 572 

 Furthermore, using a CO2-philic ionic liquid is another effective way to improve the 573 

performance of the composite membrane. For example, 1-ethyl-3-methylimidazolium 574 

tetracyanoborate ([Emim][B(CN)4]) is a promising ionic liquid. It was reported that the 575 

supported ionic liquid membrane (SILM) with [Emim][B(CN)4] had the high CO2 576 

permeability of 2040 barrer and CO2/N2 selectivity of 53 [70]. If a [Emim][B(CN)4]-577 

based thin IPN ion gel layer (600 nm) with the similar CO2 separation performance to the 578 

SILM can be formed on the PDMS gutter layer with 5000 GPU of the CO2 permeance 579 

and 11 of the CO2/N2 selectivity, it can be estimated that the composite membrane could 580 

have 2000 GPU of the CO2 permeance and 36 of the CO2/N2 selectivity. In accordance 581 

with the simulated result by Merkel et al. [5], the performance of this hypothetical 582 
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membrane is sufficient for the feasible process design of a CO2 capture from a coal-fired 583 

power plant exhaust gas. Thus, it can be considered that the ion gel-based composite 584 

membrane has the potential to be used for the CO2 capture application. However, it is true 585 

the CO2/N2 permselectivity of the composite membrane (36) is still insufficient to recover 586 

the permeate with high CO2 purity (e.g. more than 90%) at more than 90% of CO2 587 

recovery. In other words, to establish an efficient carbon capture and storage (CCS) 588 

system, a single-stage process using the hypothetical ion gel-based composite membrane 589 

would be still insufficient; i.e. a multi-stage membrane process or a hybrid process 590 

combining the membrane unit with another separation unit such as a cryogenic distillation, 591 

absorption, or adsorption unit should be considered. Considering CCS, single-stage 592 

membrane process would be insufficient, but still using high performance CO2 separation 593 

membrane is meaningful. Using a high performance CO2 separation membrane enables 594 

to reduce the total cost of the CO2 capture process. 595 

 As mentioned above, many opportunities to improve the CO2 separation performance 596 

of the IPN ion gel-based composite membrane still remain. It is expected that the 597 

optimization of the gutter layer and ion gel layer would provide feasible and desirable 598 

CO2 separation membranes for the practical CO2 separation process. 599 

 600 

4. Conclusion 601 

A composite membrane with an ultra-thin (thickness of 600nm) and defect-free IPN 602 

ion gel layer was prepared on a PDMS gutter layer via spin-coating. The thickness of the 603 
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IPN ion gel layer was significantly reduced from 20 μm to 600 nm by increasing the 604 

dilution ratio of the IPN ion gel precursor solution. Based on the high mechanical strength 605 

and good IL holding property of the IPN ion gel, the ultra-thin and defect-free IPN ion 606 

gel layer with up to 90 wt.% of the IL was successfully prepared. The CO2 permeance of 607 

the composite membrane was effectively improved from 45 to 778 GPU by decreasing 608 

the thickness and increasing the IL content of the IPN ion gel layer. Through theoretical 609 

analysis, it was confirmed that the CO2 permeance and the CO2/N2 selectivity of the IPN 610 

ion gel layer with the thickness of 600 nm and the IL content of 90 wt.% were determined 611 

as 1860 GPU and 27, respectively. The estimation of the CO2 separation performance of 612 

the composite membrane with a high-performance gutter layer and the IPN ion gel layer 613 

indicated that the IPN gel is a good optional material as a selective layer of a composite 614 

membranes for efficient CO2 separation.  615 
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