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Exploring the Influence of Inter- and Intra-crystal Diversity of
Surface Barriers in Zeolites on Mass Transport by Using Super-
Resolution Microimaging of Time-Resolved Guest Profiles
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Abstract: The applications of nanoporous crystalline
materials are closely related to the mass transfer of guest
molecules. However, the fundamental knowledge of
mass transfer, and in particular the surface barriers
controlled by the permeation of guest molecules through
the external surfaces of materials, is still incomplete.
The diversity of surface permeability at the single-crystal
level, caused by the varying origins of surface transport
resistance, hinders the rational materials design and
needs better understanding. Herein, we probe the
molecular transport in single zeolite crystals with
fluorescent 4-(4-diethylaminostyryl-1-methylpyridinium
iodide) (DAMPI) using super-resolution structured
illumination microscopy (SIM). It showed that both the
inter- and intra-crystal diversity of surface barriers could
be monitored by detecting the diffusion behaviors on
the center and surface planes in single crystals. This
adds a new perspective for studying the origins of the
surface barriers as well as the molecular transport
mechanisms in nanoporous materials. )

Nanoporous materials find widespread applications in
processes spanning heterogeneous catalysis and adsorption
separation due to their unique shape selectivity, in which
mass transfer between the host crystals and the surrounding
guest molecules plays an essential role."! The effective
control of these nanoporous-material-based processes re-
quires deep understanding of the underlying molecular
transport mechanisms.
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In general, there are two mass transfer mechanisms, i.e.
intracrystalline diffusion and surface barriers, respectively.”!
The former refers to the molecular diffusion inside the pore
network and is related to the topological structure and
internal grain boundaries, while the latter originates from
the molecular permeation through the external surface,
most likely attributed to the imperfect morphologies of
crystal surfaces.””) Recent studies show both mechanisms can
possess great impact on the heterogeneous catalytic
processes.! However, compared with the well-established
intracrystalline diffusion, surface barriers are yet to be
understood in these processes. Essentially tracing out the
interaction between guest molecules and surfaces of host
crystals is highly desired to unveil the detailed surface
transport mechanism and guide the rational design of full-
featured zeolite catalysts.

The quantification of mass transfer can stem from either
uptake or release measurement using both macro- and
microscopic techniques. Most macroscopic methods, i.e. zero
length column (ZLC),®! frequency response (FR)® and
intelligence gravimetric analyzer (IGA),”! however, are
generally utilized to obtain the apparent diffusivity. The
apparent diffusivity is the representative of the overall
diffusion behavior of guest molecules and fails to directly
distinguish the surface barriers from intracrystalline diffu-
sion in the transport mechanisms, except for the uptake
method recently proposed by Gao etal” On the other
hand, Karger and co-workers have developed interference
microscopy and infrared microscopy for perceiving the time-
dependent guest profiles at single-crystal level.® Though the
micro-imaging techniques play a unique role in correctly
unveiling the surface-barrier-limited process, reasonable
distinction of transport mechanisms to illustrate the diversity
of surface permeability at single crystal level, which caused
the varying origins of surface transport resistance, still
remains a non-trivial task.’*!

Super-resolution fluorescence microscopies have been
successfully extended to the heterogeneous catalysis and
porous material characterization.”! Compared with the inter-
ference microscope that requires large crystal (/50 pm) in the
measurements, super-resolution techniques show higher imag-
ing resolution and thus can be utilized to detect smaller crystals
with size of industrial interest. Moreover, as a consequence of
the flexible and adjustable confocal plane, the fluorescence
signal of each cross section in the individual crystal can be
obtained. It provides the opportunity to record the process of
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the guest molecules entering the middle zone of an individual
zeolite as well as absorbing at the crystal surface. In this work,
we use super-resolution structured illumination microscopy
(SIM) to reveal the inter- and intra-crystal diversity in surface
mass transfer in single ZSM-5 zeolite crystal by use of
fluorescent 4-(4-diethylaminostyryl-1-methylpyridinium iodide)
(DAMPI) probes.

Figure 1. a) Schematic representation of the super-resolution
fluorescence microscopy approach and luminescence of DAMPI
probes. b, c) Time-resolved SIM images on the middle (b) and top (c)
plane of ZSM-5 individual crystal placed in DAMPI solution.
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Figure 2. a) SIM images on the middle plane of ZSM-5 with crystal
dimensions. b) 1D concentration profiles along Y axis. c,d) Initial (c)
and overall (d) uptake curves of DAMPI probes in ZSM-5 single crystal.
The scatters are the experimental data while solid lines represent fitting
results by Eq. (S1) (b), Eq. (1) (c) and Eq. (2) (d). R? represents the
correlation coefficient.
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Figure 1 illustrates the host—guest interaction of fluores-
cent probes in single ZSM-5 crystal recorded by super-
resolution fluorescence microscopy. Here, we prepared a
batch of coffin-shaped ZSM-5 crystals with the size of 20 x
10x 10 pm? for the SIM tests, in which DAMPI was used as
a probe due to its stable excitation at the wavelength of
488 nm."! By use of SIM we monitored the evolution of
fluorescence signal of the time-dependent guest profiles on
different confocal planes (Figure 1a). As shown in Figure 1b,
the simultaneous adsorption and diffusion of the DAMPI
probe on the central section of the single ZSM-5 crystal can
be observed by SIM when focusing on the middle plane of
crystal, which directly shows a gradual absorption during the
surface transport of guest molecules. If confocal to the top
plane, the accumulation of the probe on the crystal surface
can be captured. As can be seen in Figure lc, the
fluorescence firstly appears on the outer rim of the crystal,
and then gradually fills the entire zeolite, representing the
coupling of surface permeation and intracrystalline diffusion
in the zeolite crystal. By means of these time-resolved
spectrograms, we can further explore the diffusion of guest
molecules on the external surface of zeolites.

Figure 2 shows the DAMPI probe concentration evolu-
tion of single ZSM-5 crystals. Figure 2a is the fluorescence
signals from the central plane of one typical crystal
(number 1) recorded by time-resolved SIM. For a specific
recognition of its transport mechanisms, the central axis
data is selected to analyze the diffusion behavior of the
individual zeolite. As shown in Figure 2b, the normalized
concentration represents the coupling process of surface
permeation and intracrystalline diffusion. Its boundary
concentration slowly rises, manifesting the existence of
surface barriers, which prevent the guest molecules from
permeation through the crystal surface. Besides, the rapid
equilibrium between intracrystalline and boundary concen-
tration shows the smooth diffusion inside this crystal,
indicating that the transport limitation is dominant by the
surface barriers.

To further quantify the surface permeability («) and
intracrystalline diffusion (D) of DAMPI in ZSM-5 crystals,
the uptake method was utilized to decouple the cumulative
fluorescence signal. Here, a concise quadratic formula
proposed for directly quantifying the surface barriers
through the initial uptake curves!” is considered:

T = G (V) )

m,

here m/m, and [ denote, respectively, the normalized
loading at the uptake time ¢ and the equivalent radius of the
zeolite crystal. Then, the whole uptake can be further fitted
to obtain the intracrystalline diffusivity with dual resistance
model (DRM) according to:
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In this way, the initial (Figure 2c) and overall (Figure 2d)
uptake rates of probe in this crystal can be used to obtain
the corresponding surface permeability and intracrystalline
diffusivity. Here, five different lookalike crystals were
selected out of a batch of ZSM-5 zeolites for diffusion
determination. As shown in Table 1, these series of crystals
show different surface permeability and similar intracrystal-
line diffusivity, which implies the diversity of surface barriers
with consistent internal diffusion. This demonstrates that
even though the crystals are synthesized with same con-
ditions and have consistent internal topology structure,
resulting in the same intracrystalline diffusivity, the inter-
crystal variation in transport properties does exist at single
crystal level mainly owing to the distinct surface resistance.
The diversity in molecular diffusion may be caused by the
inconsistency of the external surface environment of each

Table 1: Surface permeability and intracrystalline diffusivity of ZSM-5
crystals.

Crystal Surface Intracrystalline
number permeability [ms™] diffusivity [m?s™']
1 2.32x10°® 9.2x107"

2 2.76x10°° 9.4x107"

3 3.06x10°° 9.7x107"

4 3.64x10°° 8.5x107"

5 4.25x10° 8.9x107"
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Figure 3. a) HIM images of ZSM-5 crystal. b) SIM images on the top
plane of ZSM-5 with crystal dimensions. c,d) The average global (c)
and local (d) fluorescent signal evolution of the above crystal
surface (b). Numbers in (d) correspond to (b).
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crystal, which would originate from the complexity of crystal
growth mechanism even in the same batches of zeolites.

The imperfect structure on the crystal surface is consid-
ered to be an essential cause of surface barriers.’™ A clear
observation of the ZSM-5 crystal morphology was recorded
by helium ion microscopy (HIM) (Figure 3a), showing an
obvious layer of amorphous-alike phase which implies the
non-ideal construction of ZSM-5 crystal surface. This may
be one of the origins of surface barriers. Figure 3b shows the
SIM images from the top plane of a typical ZSM-5 crystal
selected to determine the mass transport of DAMPI probe
on the crystal surface. Based on the evolution of the overall
fluorescence intensity shown in Figure 3c, it seems the
concentration of DAMPI probe on the top plane of crystal
does not reach an instant equilibrium with the surroundings,
which instead demonstrates a slow increase. This finding
adds a new piece of evidence on the existence of surface
barriers. To understand the intra-crystal diversity of surface
transport within a single zeolite crystal, we further moni-
tored the fluorescence signal evolution of four random areas
(0.3 um x 0.3 pm) on this ZSM-5 crystal surface. As shown in
the Figure 3d, the increase in the average fluorescent signal
intensity of these areas vary to a large extent, which
indicates that the external permeation of the guest mole-
cules through the individual crystal surface is not uniform
and shows an obvious intra-crystal diversity within a single
zeolite. This heterogeneity within a single crystal may be
related to the rugged surface morphology. Due to the
obstruction of surface sediments, the guest molecules would
not be able to directly enter the pore, which leads to the
circumnavigation on the external surface, resulting in the
nonuniformity of the surface permeation.

In conclusion, we for the first time adopt a super-
resolution imaging technique to investigate the surface
barriers at the single-crystal scale. The adsorption and
diffusion of the guest molecules on the external surface and
central section of the individual ZSM-5 crystal was tracked
by time-resolved structured illumination microscopy in
combination with fluorescent DAMPI probes. By directly
decoupling and quantifying the surface mass transfer behav-
ior, we further demonstrate the intra- and inter-crystal
diversity in surface barriers with batches of zeolites. It
provides a new strategy for in-depth understanding of mass
transfer at the single-crystal scale, which can be potentially
applied to other crystalline materials, such as metal-organic
frameworks (MOFs) and covalent-organic frameworks
(COFs). This work provides detailed knowledge of surface
mass transfer mechanisms, which could enhance the effi-
ciency of nanoporous crystalline materials in heterogeneous
catalysis and separation technologies.
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