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a b s t r a c t

There is considerable interest in using zeolite membranes for gas separations. For CO2 and N2 separation,
much research has focused on faujasitic (FAU) membranes. Simulations suggest that chabazite (CHA)
membranes can also be good at CO2 and N2 separation. In this study, we have focused on CHA mem-
branes grown on porous polymeric polyethersulfone (PES) supports. Recently, we have reported on a
dehydration rehydration hydrothermal (DRHT) process for FAU membrane growth on PES supports,
which results in rapid crystallization. It is well known that FAU can be converted to CHA by an inter-
zeolite conversion method, and is our choice for CHA synthesis in this study. A synthesis method for
isolated CHA nanocrystals with size of 50e100 nm is reported. Rapid DRHT-based CHA powder synthesis
and CHA/PES membrane growth are also being reported, all made by the interzeolite conversion of FAU.
The CHA/PES membranes of ~4 mm thickness were coated with polydimethylsiloxane (PDMS), and at
25 �C, CO2 permeance of 1243 GPU with CO2/N2 selectivity of 19 was observed. The porosity of the PES
support was critical to enhancing the formation and stability of the CHA membrane, since the CHA
membrane on the PES surface was bonded to interconnected CHA crystals that grew within the PES from
the seed crystals.

© 2016 Elsevier Inc. All rights reserved.
1. Introduction

Global climate changes has spurred the development of several
strategies to reduce atmospheric CO2. One of the possibilities being
explored is to capture CO2 from large stationary sources such as
coal burning power plants and dispose of it in deep wells [1,2].
There are several competing technologies for CO2 capture including
solvent absorption, chemical and physical adsorption, and mem-
branes processes [3]. Polymer membranes, in particular, have
shown promise for separating CO2 from N2 in post-combustion
processes, though commercial application of such technologies
have not yet been realized [4]. Another class of membranes based
on inorganic aluminosilicate microporous zeolites can also separate
gas mixtures on the basis of differences in the molecular size and
shape, as well as different adsorption properties [5e7].

Many types of zeolite membranes have been studied, with
commercial application limited to zeolite A membranes for solvent
dehydration by pervaporation [8]. There are no industrial
applications reported yet for zeolite membranes for gas separation
[9]. One of the reasons for this is that zeolite membrane modules
are considerably more expensive than polymer membranes. Yet,
the stability of inorganic membranes, as well as their potentially
high flux and gas separation characteristics are attractive and thus,
there is considerable ongoing research in this area.

Faujasite (FAU) membranes have been synthesized and tested
for the separation of CO2 from gas streams [10,11]. Chabazite (CHA),
another zeolite has potential for the capture and removal of CO2
from gas mixtures. The building-units of chabazite are the double
6-membered ring (D6R) with a large ellipsoidal cavity (7.3 Å� 12 Å)
accessible by six 8-membered ring windows (free aperture ~ 3.8 Å)
[12]. It has been reported that among many kinds of naturally
occurring and synthetic zeolites, chabazite (CHA) and 13� (FAU) are
most suitable for CO2 separation by pressure swing adsorption
techniques [13]. In another study covering adsorption-based CO2
capture, it was found that CHA held comparative advantages for
high temperature CO2 separation while FAU zeolites showed su-
perior performance at relatively low temperatures [14]. The
permeation selectivity of CO2 over N2 in CHA zeolite membranes is
estimated to be as high as ~20e30, indicating that CHA zeolites can
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serve as membrane materials for continuous CO2 separation [15].
Pore size modification of siliceous CHA by chemical vapor deposi-
tion increases selectivity of CO2/N2 separation [16]. A molecular
basis for CO2 adsorption by CHA based on specific interactions with
cations has been noted [17]. SAPO-34 which has the CHA structure
showed selectivity of 36,16 and 7.5 for CO2/CH4, CO2/N2 and H2/CH4
separation, respectively [18]. SSZ-13 also has the CHA structure
(with Si/Al of 14), and exhibited selectivity of 12, 8.2 and 5.7 at
298 K for CO2/CH4, H2/CH4 and H2/n-C4H10 separations, respectively
[19]. High silica SSZ-13 was also shown to have excellent CO2
adsorption capacity, particularly the Liþ and Naþ exchanged sam-
ples [20]. Other applications of chabazite include desiccants and for
removal of radioactive contamination [21].

CO2 is preferentially adsorbed on zeolites over N2 since it has
stronger intermolecular interactions with polar surfaces, the reason
being the higher quadrupole moment and polarizability for CO2
(�1.4 � 10�39 cm2 and 29 � 10�25 cm�3) as compared with N2
(�4.7 � 10�40 cm2 and 17.4 � 10�25 cm�3) [22,23]. With CHA,
molecular sieving would not work for CO2 (kinetic
diameter ¼ 0.33 nm) separation from N2 (kinetic
diameter ¼ 0.364 nm), since the CHA pore size (0.38 nm) is still
larger than the size of N2. However, cations that are present in the
pore apertures of CHA can play a role in controlling the entry of
molecule into the cages. Molecules, such as CO2, can pay the energy
price to displace the “door-keeping” cations (such as Kþ) and thus
gain admittance to the zeolite supercage, whereas molecules, such
as N2, are excluded (“molecular trapdoor” effect) [24].

There is limited literature involved in chabazite membrane
preparation, with applications focused on pervaporation. Hasegawa
et al. [25,26] prepared chabazite membranes in a synthesis gel
containing strontium cation, which worked as a pseudo-template
for crystal growth of the CHA-type zeolite. Li et al. [27] synthe-
sized chabazite membrane in the presence of potassium cation. The
seeds for secondary growth of these membranes was prepared by
the conversion of micron-sized zeolite Y-type crystal [25e30], or
from zeolite T [28]. Different substrates have been used for the
growth of CHA membranes, such as mullite [27], porous a-Al2O3
[25,29,30], and stainless steel [28].

An alternative to inorganic materials as supports are polymers.
To the best of our knowledge, growing CHA membrane on polymer
support and demonstrating its viability for CO2/N2 separation has
not yet been reported. We have reported a rapid crystallization
synthesis procedure of FAU membranes with potential for scale-up
[31]. This procedure, abbreviated as DRHT (dehydration rehydra-
tion hydrothermal) involves dehydration of a reaction gel followed
by re-addition of water back to the reaction medium after a period,
and resulted in faster crystallization. Here, this procedure is
extended to the CHA structure. It is well known that aluminous
CHA zeolite can be grown from FAU by interzeolite conversion in
the presence of KOH, and is our choice for synthesis of CHA in this
study [32]. We also report on the synthesis of isolated chabazite
nanoparticles, and used it for seeding the polymer membrane.
Structural characteristics of the chabazite/polymer composite
membrane were evaluated. Transport properties of these mem-
branes for CO2/N2 separation are reported.

2. Experimental

2.1. Synthesis of zeolite Y nanoparticles

40 nm zeolite Ywas prepared from themolar composition 0.048
Na2O; 1 Al2O3; 4.35 SiO2; 249 H2O; 2.40 (TMA)2O(2OH); 1.2
(TMA)2O(2Br) based on a reported procedure [33]. First, aqueous
30 wt% colloidal silica (Ludox SM-30, Sigma-Aldrich) was ion
exchanged with acidic cation exchange resin (Dowex Marathon C
hydrogen form) until pH ¼ 8, and then mixed with appropriate
amounts of 25 wt% aqueous tetramethylammonium hydroxide
solution (TMAOH, SACHEM) as solution A. Solution B containing
distilled water, 25 wt% aqueous tetramethylammonium hydroxide
solution, and aluminum isopropoxide (97 wt%, Sigma-Aldrich), was
stirred vigorously at 70 �C until the solution became clear. TMABr
(98 wt%, Sigma-Aldrich) was then added to the solution B and
stirred until completely dissolved. Solution A was then mixed with
solution B, and the bottle was sealed tightly and aged for 3 days at
room temperature with vigorous stirring. The aged gel was heated
with stirring in an oil bath at 100 �C for 4 days. The product was
dialyzed in distilled water and washed by centrifugation until pH
neutral; then decanting, and redispersion in distilled water with
ultrasonication.

2.2. Synthesis of chabazite nanoparticles

The CHA seeds for secondary growth was prepared by the
interzeolitic conversion of zeolite Y. 40 nm zeolite Y was dispersed
in 100 mL 0.1 mol/L acetic acid at room temperature with stirring
overnight to form proton-exchanged zeolite Y (H-Y). The ion-
exchanged sample was washed by centrifugation five times in DI
water. Potassium chabazite was synthesized following a reported
procedure [34]. Typically,1 g H-Ywas added to 39.64 g DI water and
5.36 mL 45 wt% KOH solution. The molar composition of the pre-
pared gel was 0.048 Na2O; 8.4 K2O; 1 Al2O3; 4.35 SiO2; 593.6 H2O.
The mixture was aged 24 h at room temperature and heated under
reflux at boiling for 3 days. The product was centrifuged, washed by
DI water, and ultrasonicated.

2.3. DRHT method for rapid synthesis of CHA powders

CHA-type zeolite gel was prepared by the inter-zeolitic con-
version method from FAU. To form a reaction gel of composition of
0.17 Na2O: 2.0 K2O: Al2O3: 5.18 SiO2: 224 H2O, 7.57 g of zeolite HY
powder (CBV 400, Zeolyst) was added to 8.11 mL KOH 45% solution
and 60.0 g distilled water. The synthesis was carried out by the
DRHTmethod. The aged gel was transferred to a round bottom flask
connected to a graduated pressure equalizing addition funnel
topped with a condenser (Fig. 1S). The initial gel was heated under
reflux for 1 h (temperature of refluxwas 100 �C). Then over a period
of 30 min, about 30 mL water was removed from the reaction
system under reflux by condensation in the addition funnel (about
half the volume of water in the flask), and the reflux continued.
After 2 h in this concentrated state, the collectedwater was then re-
added back dropwise from the funnel to the concentrated gel over a
period of 30 min under reflux, and then the reaction continued
under reflux. Samples were removed at various times during the
synthesis process. Once removed, samples were immediately
cooled in an ice bath for 1 h followed by 30 min of centrifugation at
2500 rpm. The pellets were lyophilized and stored under vacuum
(50 mTorr) until analysis.

2.4. Chabazite/polymer composite membrane synthesis

Polyethersulfone (PES) 300 kDa supports were purchased from
MILLIPORE Biomax. Nanocrystalline zeolite seed layer on PES sup-
port was prepared by vacuum dip-coating. The seeded support was
placed in a sample holder and introduced into the DRHT reactor
after dehydration (i.e. after removal of 30 mL water and prior to the
2 h reflux). The composition used was 0.17 Na2O: 2.0 K2O: Al2O3:
5.18 SiO2: 224 H2O. Then water was added back and the synthesis
was continued under reflux. After washing by distilled water and
drying at room temperature in air, the as-synthesized membrane
was spin coated with 5 wt% polydimethylsiloxane (PDMS)
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monomer solution. PDMS monomer solution was prepared by
adding DEHESIVE 944, CROSSLINKER V 24 and CATALYST OL
(Wacker Silicones, Inc) in the ratio of 100:1:0.5 to heptane, shaken
vigorously and immediately applied for spin coating. DEHESIVE 944
is a solvent-based addition crosslinkable silicone. CROSSLINKER V
24 is a solvent free polysiloxane containing a high percentage of
reactive Si-H groups. CATALYST OL is a highly-active platinum
complex used for the thermal curing of addition-crosslinking, sol-
vent-based and solventless silicones. For spin coating of PDMS onto
a zeolite membrane, the membrane was first taped on the flat plate
of the spin coater and PDMS monomer dispersion was added to
cover the whole membrane. Spinning process consisted of
2000 rpm spin for 5 s and then 4000 rpm spin for 1 min. After spin
coating, the membranes were kept at room temperature overnight
for crosslinking of the PDMS.
2.5. Characterization

The phase and crystallinity of the zeolites were analyzed by a
Bruker D8 Advance X-ray diffractometer. The surface morphology
was investigated by a FEI Nova 400 NanoSEM scanning electron
microscope. Transmission electron micrographs were collected
using a FEI Tecnai F20 S/TEM. The particle size was measured by
Dynamic Light Scattering (DLS) on a Malvern Zetasizer. Raman
spectra were recorded using a Renishaw e Smiths Detection
Combined Raman e IR Microprobe with the 514 nm line of an Arþ

laser. The larger size powders CHA made by the hydrothermal and
DRHT method were analyzed by a Bruker Avance III HD 400 MHz
NMR spectrometer using 7mmMAS probe. The samplewas spun at
6 kHz and MAS spectrum acquired using Hahn Echo pulse
sequence,

ðrecovery periodÞ � p

2
� t� p� t� ðacquisitionÞ/

with the following parameters. recovery period ¼ 300 s, p/2 and p

timing set to 5.5 ms and 11 ms, respectively, and t ¼ 6 ms . The dwell
time was set to 12.6 ms with 2048 acquisition points adding to a
total of 5.16 ms of acquisition time. The number of scans for CHA
Fig. 1. (a) XRD patterns of zeolite Y nanoparticles and simulated FAU framework;
was 376 and DRHT CHA powder was 550. Nano CHA was analyzed
with a Bruker 800MHz spectrometer using 2.5 mmMAS probe. The
sample was spun at 20 kHz and the MAS spectrum was acquired
using Hahn echo sequence with proton decoupling (>100 kHz). The
p/2 time was set to 6.2 ms (Table 1S details the calculations for
obtaining the Si/Al ratio).

A gas separation setup was constructed for CO2/N2 separation.
The synthesized composite membrane was loaded into a stainless
steel rectangular permeation cell inside a temperature-controlled
oven with an effective membrane area of 3.4 cm2. Feed gas and
sweep gas compositions were controlled with a flow box and mass
flow controllers from SIERRA Instruments Inc. A countercurrent
flow configuration with a dry feed gas flow rate of 50 sccm and a
dry sweep gas flow rate of 50 sccm was applied to offer the
maximum driving force across the membrane. The binary gas
mixture containing 20% CO2 and 80% N2 was used as the feed gas,
while helium was used as the sweep gas. The testing pressures
were 20 psig for the feed side and 20 psig for the sweep side,
respectively. The outlet gas compositions of both retentate and
permeate streams were analyzed by a SRI 310C gas chromatograph
equipped with a Hysep D column and TCD detector. From the GC
analysis, CO2 permeance and CO2/N2 selectivity were calculated to
characterize the membrane transport performance.

Permeance was calculated from the following equation:

Permeance ¼ mole of gas transferred per unit time
ðmembrane areaÞðpartial pressure differenceÞ

and selectivity of CO2 to N2 was defined by the ratio of permeances.
The unit of permeance used is the gas permeation unit (GPU), 1

GPU ¼ 3.35 � 10�10 mol/(m2 s Pa).

3. Results and discussion

The following sections present the results of CHA zeolite/poly-
mer composite membranes for CO2/N2 separation, including syn-
thesis of nanocrystalline CHA zeolite seeds, rapid synthesis of CHA
powders, synthesis of CHA membranes using the rapid method,
and transport properties of CHA membranes.
(b) XRD patterns of chabazite nanoparticles and simulated CHA framework.



Fig. 2. (a) TEM image of zeolite Y nanoparticles; (b) TEM image of chabazite nanoparticles.
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3.1. Synthesis of nanocrystalline CHA zeolite

Interzeolite conversion of FAU type zeolite to various different
types of zeolites is well known, including formation of BEA [35],
RUT [36], LEV [37] and CHA [38], often in the presence of structure-
directing agents. The crystallization rate is enhanced and it is
proposed that decomposition/dissolution of the starting zeolite
generates locally ordered aluminosilicate species that assemble and
evolve into another type of zeolite. The transformation of more
open FAU-type zeolite with a framework density (FD) of 13.3 T/
1000 Å3 to the more condensed CHA with a FD of 15.1 T/1000 Å3

zeolite is also thermodynamically favored.
The interzeolite conversion of FAU nanocrystals to CHA was

examined. The XRD pattern of FAU crystals showed the presence of
pure-phase faujasite (Fig. 1a). Based on the morphology shown in
the TEM image (Fig. 2a), the size of the FAU nanoparticles were
between 20 and 30 nm, and showedwell-formed nanocrystals with
the lattice spacing of 14 Å attributed to the (111) planes of the FAU
structure. The particle size distribution obtained from DLS analysis
is shown in Fig. 2S, indicating the suspension contains particles
with a distribution ranging from 15 to 90 nm. The average particle
size is 38 nm, which is in a good agreement with the TEM
observations.

Using these isolated FAU nanoparticles, nano-sized CHA crystals
were prepared. XRD pattern shown in Fig. 1b is consistent with the
CHA-type structure. Fig. 2b shows the TEM image of the CHA
nanoparticles with crystal size of 50e100 nm. DLS analysis shows
the size distribution from 40 to 180 nmwith an average particle size
of 90 nm (Fig. 2S). The particle size distribution in the nanosize
range, and the translucent suspension indicates that isolated CHA
nanoparticles are being produced.

Fig. 3a shows the 29 Si solid-state NMR of the CHA nanocrystals,
and the Si/Al ratio is calculated to be 1.76 ± 0.05 (Table 1S has the
details of the NMR calculation). Fig. 3b is the Raman spectrum of
the CHA nanocrystals with bands at 323, 460 and 475 cm�1

characteristic of natural CHA crystals, in particular the splitting of
the T-O-T bending mode at ~470 cm�1 [39,40]. There are a few
reports of synthesis of nanosize CHA crystals. Pure CHA-type
aluminosilicate zeolite with high crystallinity has been synthe-
sized from an amorphous aluminosilicate gel with the addition of
sodium-type Al-containing SSZ-13 ([Al]-SSZ-13) as seed crystals,
and resulted in the formation of agglomerates of 70e150 nm
roundish cubic crystals [41]. The CHA crystals prepared by inter-
zeolite conversion of 100 nm zeolite T displayed a 2e4 mmwalnut
shape composite with hundreds of sub-micrometer crystals [28].
Previous studies of smallest isolated CHA nano crystals were in
~280 nm size range [42]. These reported CHA seed crystals are too
large to be deposited into the pores of the polymer substrate for
seeding purposes.
3.2. Speeding up synthesis of chabazite powders by the DRHT
process

The interzeolite conversion of micron-sized H-FAU to CHA was
studied with both conventional and the DRHT process. Samples
were collected at various times during the synthesis process. Fig. 4a
shows the XRD peaks for the conventional hydrothermal synthesis



Fig. 3. (a) 29Si MAS NMR spectra of CHA nanoparticles, a 100 Hz (FWHM) Gaussian
apodization was applied prior to Fourier transformation; (b) Raman spectrum of CHA
nanoparticles.
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with CHA peaks appearing at 24 h with completion of the process
between 96 and 118 h.

The synthesis was repeated with the DRHT process, which
involved putting the aged gel through three stages in a reflux
apparatus (shown in Fig. 1S). During stage I, half of the water was
removed during reflux over a period of 30 min, and in stage II,
the concentrated gel was kept in reflux for 2 h, and in stage III,
water was added back during the course of 30 min during reflux.
The heating process was continued. The XRD patterns of samples
isolated at different times is shown in Fig. 4b. Within 8 h, a
diffraction pattern showing the (100) peak of CHA at 2q ¼ 9.4 is
evident. The XRD pattern continues to develop with time, and
the peaks increase in intensity until reaching completion around
48 h.

The comparison of the crystallization process of CHA powders
between the DRHT and the conventional synthesis is better
demonstrated in Fig. 4c by plotting the relative peak intensity of the
(100) peak at 2q ¼ 9.4 as a function of time. The crystallization of
CHA is speeded up considerably by the DRHT process. Figs. 3Se5S
compares the structural characteristics of the CHA powders ob-
tained by the conventional and DRHT method. The morphologies
obtained by SEM are similar with particle sizes of 1e2 mm,made up
of aggregates of sub-micron crystals (Fig. 3S). The Raman spectra
are also similar with all of the characteristic peaks for CHA (Fig. 4S).
The 29 Si solid-state NMR of the CHA led to Si/Al ratio of 1.93 ± 0.08
for both the conventional and DRHT method (Fig. 5S), comparable
to Si/Al of 2.15 reported in the literature [34].

3.3. Synthesis of chabazite membrane on polymer support by the
DRHT process

The rapid DRHT synthesis procedure was adapted for CHA
membrane formation. Nano CHA zeolite was coated on the PES
support by applying vacuum on the back side of the PES support.
The concentrated gel in the reactor formed after 2 h of reflux and
removal of 30 mL water was used as the starting reactant, and
the seeded support was introduced into this concentrated gel by
interrupting the reaction. The reaction was continued by drip-
ping the water back under reflux conditions for 30 min and then
heated for a total of 44 h, after which the sample was withdrawn,
washed by distilled water and dried in air. XRD of as synthesized
membrane showed no evidence of a CHA zeolite membrane,
though the powder collected from the reactor was well formed
CHA (Fig. 6S).

Then, the DRHT procedure was repeated with nano-FAU seeds.
The 40 nm zeolite Y nanoparticles were ion-exchanged with acetic
acid to make H-form zeolite Y, which were loaded into the PES and
the DRHT process carried out. This strategy involves the H-Y seed
conversion in the pores of the PES to CHA, as well as micron-sized
H-Y in the reaction gel to grow the CHA membrane on top of the
PES membrane.

Fig. 5a shows the SEM of the bare PES support, with pores of
50e200 nm. The SEM of the nano H-Y seed coated PES (top view) is
shown in Fig. 5b. SEM of a side view of the seeded layer is shown in
Fig. 7S. The seed layer is ~3 to 4 mm thick, and a fraction of the
nanozeolite seed crystals penetrate into the PES layer. The SEM in
Fig. 5c after the DRHT process shows a layer on top of the PES
involving intergrown particles. From the cross-section SEM images
in Fig. 5d, there exists a dense skin layer on the PES support with an
apparent thickness of 4 mm. Another angular view of the CHA
membrane is shown in Fig. 8S.

Fig. 6a shows that the XRD of the membrane has the charac-
teristics peaks of chabazite. Fig. 6b shows the Raman spectrumwith
the characteristic CHA peak at 470 cm�1. The PES was dissolved by
N-methylpyrrolidone, leaving behind a powder-like white film.
Fig. 6c is a top-view SEM image of the film, which on a closer in-
spection is a collection of crystals with the same geometrical fea-
tures as the original zeolite membrane. There are no cracks in this
film. A network of submicron zeolite crystals has grown through
the entire PES network that has three-dimensional inter-
connectivity with the zeolite layer on top of the PES. The growth
within the porous support is important for CHA membrane sta-
bility, a feature we have noted before with FAU membranes [43].
This growth within the PES layer is initiated with the 40 nm nano
HY seeds that penetrate within the PES. We speculate that this is
the reason why the seeding with the 90 nm CHA seeds did not end
up in forming the CHA membrane, though the reaction did form
CHA powder. The size of CHA seed (90 nm) reduces the entry into
the PES pores, leading to lack of crystal growth within the PES
pores, a feature necessary for anchoring the membrane on top of
the polymer support. Using HY as starting reactant, a previous
study has noted that even after 5 days of hydrothermal treatment at
~100 �C, suitable defect-free CHA membranes on inorganic sup-
ports were not formed [27].

Considering that the PES membrane is in a highly basic solution
at 100 �C for 44 h, we tested the integrity of the PES under these
conditions. Fig. 9S shows the electron micrograph, XRD patterns
and Raman spectra of PES subjected to 44 h of hydrothermal



Fig. 4. (a) XRD patterns of samples recovered at intermediate stages during interzeolite conversion of FAU to CHA using the conventional hydrothermal synthesis process; (b) XRD
patterns of samples recovered at intermediate stages during interzeolite conversion of FAU to CHA using the DRHT process; (c) Comparison of the crystallization process between
the DRHT method and the conventional hydrothermal synthesis for FAU to CHA conversion (plot of intensity of the 2q ¼ 9.4 peak of CHA).
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treatment. The morphological and spectroscopic properties remain
unchanged with hydrothermal treatment.
3.4. Transport properties of CHA zeolite/polymer composite
membranes

The transport properties of three types of membranes were
examined. In each case, the PES supports were coated with PDMS.
PDMS is commonly used as sealing material to seal defects on
porous polymeric materials, as well as zeolite membranes [44,45].
PDMS (5 wt%) was coated on the bare PES support, on the H-Y
(nanoseeds) coated PES and on the CHA/PES membrane that was
formed by the method described above. The transport data related
to CO2/N2 separation were carried out at 25, 50 and 75 �C. All
transport data are reported in Table 1 (standard deviations based on
three membranes). Without PDMS coating, there is no selectivity of
CO2 over N2 (CO2 permeance ¼ ~5000 GPU, CO2/N2 selectivity ¼ 1),
indicating that there are intercrystalline defects through which the
gas molecules can pass. The strategy for using PDMS was that the
monomers would penetrate into the intercrystalline defects and
then upon polymerization, the defects would be sealed. With the
PDMS/PES, at room temperature, the CO2/N2 selectivity was around
4 with a CO2 permeance of 3820 GPU. With the PDMS/HY seed
coated PES the CO2/N2 selectivity was around 10 with a CO2 per-
meance of 1748 GPU. For the PDMS on the CHA/PES membrane, the
CO2/N2 selectivity was around 19 with a CO2 permeance of 1243
GPU. The permeance in all cases increased with temperature, and
the CO2/N2 selectivity decreased. It is clear that with formation of
the CHAmembrane there is improvement in the CO2/N2 selectivity.
There are many instances of mixed matrix membranes reported in
the literature [46], and the PDMS/HY-seeded membrane resembles
best the mixed matrix membrane. The improvement of the trans-
port property with the CHA/PES membrane over the seeded
membrane indicates that the growth of CHA crystals within and on
top of the PES is critical to the improved separation performance.
We conclude that separation occurring with the CHA/PES mem-
brane is because the CO2/N2 separation is occurring within the CHA
pores.



Fig. 5. (a) SEM image of PES support; (b) SEM image of nanoHY seed coated on PES support; (c) SEM of CHA membrane/PES formed via the DRHT process after 44 h growth; (d)
Cross section SEM image of CHA membrane/PES formed via the DRHT process after 44 h growth.
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4. Conclusions

CHA nanocrystals were synthesized by interzeolite conversion
of H-form of zeolite Y nanocrystals. The DRHT (dehydration
rehydration hydrothermal) method led to rapid synthesis of CHA
powders, with a 2-fold increase in the rate of crystal growth, as
compared to conventional hydrothermal process. The initial
dehydration leads to extensive nucleation, maintaining the
concentrated state enhances the nucleation, and controlled re-
addition of water leads to an overall increase in the rate of
crystal growth. Chabazite membranes on PES supports were
prepared by the DRHT method using nano FAU seeds by a sec-
ondary growth method using interzeolite conversion of FAU. CHA
growth within the porous polymer layer was necessary for
anchoring the zeolite membrane on top of the PES support.
Transport properties of PDMS coated PES, PDMS coated HY
seeded PES and PDMS coated CHA membrane on PES were
studied. The CO2/N2 selectivity at room temperature was found
to be 4, 10.4 and 18.6 for PDMS/PES, PDMS/HY-seeded PES and
PDMA/CHA/PES, indicating that the CHA membranes were
exhibiting selective separation of CO2.



Fig. 6. (a) XRD of CHA membrane/PES formed via the DRHT process after 44 h growth (CHA peaks are indicated with asterisks (*), PES support peaks are indicated with triangles
(D)); (b) Raman spectra of CHA membrane/PES formed via the DRHT process after 44 h growth; (c) Top-view SEM image of CHA/PES membrane after dissolution of PES with N-
methyl pyrrolidone. Left: low magnification image, right: high magnification image.

Table 1
Transport properties of 5 wt% PDMS coated on various PES membranes using 20% CO2/N2 (three samples were used for each set of data).

25 �C 50 �C 75 �C

CO2 permeance (GPU) CO2/N2 selectivity CO2 permeance (GPU) CO2/N2 selectivity CO2 permeance (GPU) CO2/N2 selectivity

PDMS/PES 3821 ± 14 4.08 ± 0.04 4058 ± 4.0 3.72 ± 0.14 4077 ± 13 3.31 ± 0.12
PDMS/seed/PES 1748 ± 10 10.4 ± 0.04 1786 ± 7.0 9.5 ± 0.12 1803 ± 15 8.2 ± 0.15
PDMS/CHA/PES membrane 1243 ± 2.5 18.63 ± 0.03 1269 ± 11 17.34 ± 0.09 1290 ± 18 16.34 ± 0.14
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