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X-ray Excited Optical Fluorescence and Diffraction Imaging of
Reactivity and Crystallinity in a Zeolite Crystal: Crystallography and

Molecular Spectroscopy in One

Zoran Ristanovi¢, Jan P. Hofmann, Marie-Ingrid Richard, Tao Jiang, Gilbert A. Chahine,
Tobias U. Schiilli, Florian Meirer, and Bert M. Weckhuysen*

Abstract: Structure—activity relationships in heterogeneous
catalysis are challenging to be measured on a single-particle
level. For the first time, one X-ray beam is used to determine the
crystallographic structure and reactivity of a single zeolite
crystal. The method generates um-resolved X-ray diffraction
(u-XRD) and X-ray excited optical fluorescence (u-XEOF)
maps of the crystallinity and Brgnsted reactivity of a zeolite
crystal previously reacted with a styrene probe molecule. The
local gradients in chemical reactivity (derived from u-XEOF)
were correlated with local crystallinity and framework Al
content, determined by u-XRD. Two distinctly different types
of fluorescent species formed selectively, depending on the
local zeolite crystallinity. The results illustrate the potential of
this approach to resolve the crystallographic structure of
a porous material and its reactivity in one experiment via X-ray
induced fluorescence of organic molecules formed at the
reactive centers.

Zeolites are microporous aluminosilicates that play a major
role as solid acid catalysts in industries.'! Zeolite framework
aluminum is commonly related to the catalytically active
Brgnsted acid sites.[* The single crystal architecture and
distribution of Al sites over short- and long-range distances®
influence the overall catalytic activity and success of various
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post-treatment methods aiming to improve mass transport by
controlled dealumination and desilication./!

A remarkable example of the compositional and struc-
tural complexity of zeolites is ZSM-5 with the MFI topology,
often found with pronounced Al zoning!'"" and complex
internal intergrowth structures.'*"”! Both Al zoning and
architecture of the crystals may strongly affect the outcome
of post-synthesis modifications and lead to remarkable differ-
ences in mesoporosity™!® and reactivity.'"!¥! Whereas vari-
ous micro-spectroscopy methods previously introduced pro-
vided a wealth of information about inter- and intra-particle
heterogeneities in structure and reactivity,">'*?'! direct struc-
ture—reactivity relationships remain difficult to establish.

Herein, we present a novel characterization approach
based on synchrotron micro-X-ray diffraction (u-XRD)
imaging combined with p-X-ray excited optical fluorescence
(u-XEOF) imaging used to obtain a spatially resolved,
structure—performance relationship of a single zeolite ZSM-
5 crystal. We exploit the full potential of X-raysi?**! by using
one X-ray beam to acquire both diffraction and spectral
information. The local zeolite crystallinity, as measured by -
XRD, is correlated with the local presence of Brgnsted
acidity, as measured by u-XEOF.

For this study we used large zeolite ZSM-5 crystals!'®*=2
and a Brgnsted acid-catalyzed probe reaction based on the
oligomerization of 4-methoxystyrene. Upon the protonation
of 4-methoxystyrene on zeolite ZSM-5, oligomeric carboca-
tions are formed, revealing the location of accessible
Brgnsted acid sites.™ ¥ If excited by X-rays, these molecules
undergo photoemission in the optical region (UV/Vis),
a phenomenon that is generally known as X-ray excited
optical luminescence,™>*! here referred to as XEOF
Recently, several strategies were developed at synchrotrons
to utilize the XEOF emission of visible light for studies of
functional materials.”** Our method makes use of a less
common method to simultaneously excite electronic transi-
tions in organic molecules and resolve the crystallographic
structure of a single crystal.

Figure 1 illustrates the approach for measuring p-XRD/p-
XEOF maps of a single steamed ZSM-5 crystal stained with 4-
methoxystyrene in one experiment. Details of the setup can
be found in the Supporting Information. Hard X-rays
(8.5 keV) focused to a spot size of 500 nm were used for the
successive i-XRD and p-XEOF imaging of a single ZSM-5
crystal. Figure 1a shows the response of an X-ray detector for
specific (16 0 0) and (0 16 0) Bragg reflections, which were
previously used to study the intergrowth structure of zeolite
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Figure 1. The p-XRD/u-XEOF experiment for measuring a steamed
ZSM-5 crystal stained with 4-methoxystyrene. a) Response of the 2D X-
ray detector upon detection of the characteristic (16 0 0) and (0 16 0)
Bragg reflections, where the arrow indicates the direction of the
scattering angle, 26. b) XEOF spectrum detected with the UV/Vis
spectrograph with the indicated emission bands of cyclic and linear
dimeric species. c) X-Y scanning pattern used to acquire spatially
resolved u-XRD/u-XEOF intensity maps.

ZSM-5.181' An optical fiber for the collection of the XEOF
signal was placed in the close proximity to the sample stage at
ca. 200-300 um distance (Supporting Information, Figure S1).
The X-ray excitation of the formed cyclic and linear dimeric
styrene species takes place along the beam trajectory, which
results in a XEOF spectrum (Figure 1b). The resulting
fluorescence is related to the accessible and reactive Brgnsted
acid sites, where the formation of the fluorescent species takes
place.

The evaluation of the XEOF signal with fluorescence
microscopy and the inherent photobleaching processes of the
fluorescent carbocations in the presence of X-rays are
described in the Supporting Information. The recorded
fluorescence intensity decayed with the time constant of
4.5+0.3 s (Supporting Information, Figure S2). The photo-
bleaching showed clear dose-dependent behavior but did not
cause the formation of new fluorescent bands. Prior to the 2D
XEOQOF scans, the beam damage to organic molecules was
minimized by using neutral density filters. Acquisition time of
1.95s per point was chosen to collect good quality XEOF
spectra and avoid potential artefacts that are due to photo-
bleaching. As a compromise between the sampling frequency
and scanning time, the spatially correlated maps were
acquired in steps of 4 um for u-XEOF (1.95 s exposure time,
ET) and 2 pum for diffraction (20-50 ms ET) with the typical
X-Y scanning pattern presented in Figure 1c. The diffraction
rocking maps were collected after the u-XEOF intensity maps
(a single X-Y scan), by changing the incident angle of the
beam and repeating X-Y scans for 13 rocking angles, in steps
of A6 =0.1°. The X-Y scans were carried out in a fast scanning
mode (K-map), as described by Chahine et al.[*!

To evaluate the impact of steaming on reactivity, we
investigated a steamed ZSM-5 crystal with a more complex
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Figure 2. u-XRD imaging of the ZSM-5 crystal with a complex inter-
growth structure. a) Optical micrograph of the crystal; the dashed
black line indicates an irregular shape of the crystal. b) Typical X-ray
detector responses for the studied (16 0 0) and (0 16 0) reflections,
positioned at Bragg angles of 0, and 0,. c) Spatial distribution of the
diffraction signals for (16 0 0) reflection (left) and (0 16 0) reflection
(right) as calculated by XSOCS software.*! The diffraction intensities
were summed over all 13 rocking angles for the regions of interest
defined in (b). The yellow lines denote the vertical (X-Z) cross-sections
shown in (d). d) Exposure of the different crystallographic subunits
along the optical path of an X-ray beam; the dotted lines illustrate the
propagation of the X-ray beam throughout the crystal resulting in the
diffraction information from different crystalline domains.

3

intergrowth structure (Figure 2a). The 90° intergrowth of the
selected ZSM-5 crystal seems to be interconnected in an
anomalous manner, when compared to previous reports.['**!
The spatial distribution of the crystallographic phases was
resolved by integrating the contributions of the higher-order
(16 00) and (0 16 0) Bragg reflections for a given range of X,Y
positions (Figure 2b). The resulting spatially resolved dif-
fraction maps, obtained in X-ray strain orientation calculation
software (XSOCS),™! reveal the anomalous and asymmet-
rical crystal growth (Figure 2c). The contribution of each
phase in the diffraction signal will depend on the orientation
of the phase with respect to the optical path of the X-ray beam
(Figure 2d).

The ZSM-5 crystal was tested for XEOF response in the
visible region by collecting X-ray excited fluorescence light
during a raster scan of the crystal. An averaged XEOF
spectrum summed over all collected data points is shown in
Figure 3a. An intense emission band with the highest
intensity in all recorded XEOF spectra appeared at about
530 nm, followed by two less intense emission bands at circa
615 nm and circa 670 nm. The latter two bands appeared to be
red-shifted (up to 20 nm) as compared to the fluorescence
microscopy spectra (600 and 650 nm) of the same species
(Supporting Information, Figure S3). These two emission
bands have been previously attributed to linear dimeric and
trimeric species that are confined along the straight pores of
ZSM-5.2032471 The higher-energy XEOF band at 530 nm is
assigned to cyclic dimeric species. Unlike the lower-energy
bands, the band at 530 nm was not detected in the u-XEOF
experiments with parent zeolite crystals (Supporting Infor-
mation, Figure S3). Furthermore, Fornes et al.*®l and Stavitski
et al.lI have reported the UV/Vis absorption band at 490 nm
originating from cyclic dimeric carbocations. The same
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Figure 3. u-XEOF imaging of the steamed ZSM-5 crystal. a) Examples
of XEOF spectra: spectra 1 and 2 are taken from the regions indicated
in (b); top: total XEOF spectrum averaged over all measured spectra.
b) Averaged u-XEOF total intensity map; color bar: average number of
counts per pixel. ¢) u-XEOF intensity map at 530+ 5 nm. d) u-XEOF
intensity map at 610+10 nm; c) and d) are plotted based on the
amplitudes of the fitted Gaussians.

species are found to be formed at the near-surface acid sites
and crystalline defects induced by steaming.[***"

Figure 3a presents two XEOF spectra taken from differ-
ent positions along the crystal (1 and 2 in Figure 3b). We note
that the position and intensity of the emission maximum
between 610-615 nm change depending on the extent of
reactivity. The emission maximum was about 615 nm for the
highly reactive domains (spectrum 2, Figure 3a), and shifted
towards higher energies (600 nm) for the domains with lower
XEOF intensity (spectrum 1, Figure 3a). We attribute the
observed shift to intermolecular interactions of the closely
packed oligomeric carbocations.”>*!

The 2D p-XEOF map in Figure 3b shows a notable
gradient in XEOF intensity towards the bottom side of the
crystal. Clearly, steaming has unevenly affected different
parts of the crystal. To resolve the differences in the positions
and amplitudes of the emission bands we have applied
a Gaussian deconvolution of the XEOF spectra, by fitting the
XEOQOF spectra with three Gaussians centered at the emission
maxima at 530, 610, and 670 nm. The spatially resolved maps
of the XEOF intensities are shown in Figure 3 ¢ for the cyclic
species and Figure 3d for the linear dimeric species.

The vertical positions of the studied reflections on the X-
ray detector can be translated into the corresponding 26
values (Figure 1a). In this way, X-ray diffractograms were
constructed as 1D representations of the 2D detector
response. To illustrate the complexity of the u-XRD/p-
XEOF data set, seven different points were chosen along
the crystal (Figure 4a) to show both the recorded X-ray
diffractograms (Figure 4b) and corresponding XEOF spectra
(Figure 4c¢). Principal component analysis (PCA) and subse-
quent clustering turned out to be very powerful to classify the
recorded data sets according to their spectral feature.
Analysis of the u-XRD data set divided the 2D diffraction
intensity map into five clusters that have distinct diffraction
features, which are represented by different colors in the
PCA-XRD map (Figure 4d). Similar classification was made
with the p-XEOF data set (Figure 4e). The color-coded
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Figure 4. a) Optical micrograph of the steamed ZSM-5 crystal with the
positions of the sampling points. b) Diffractograms of the regions of
interest labeled in (a). The color-coding corresponds to the PCA-XRD
clusters presented in (d). c) XEOF spectra of the regions of interest
labeled in (a). The color-coding corresponds to the PCA-XEOF clusters
presented in (e). d) PCA cluster map of the i-XRD data set. The
numbers denote the points used in (b) and (c). e) PCA cluster map of
the u-XEOF data set overlaid with the contours of the XRD clusters.
f,g) Overlay of the PCA-XRD clustered regions from (d) and the -
XEOF intensity maps for the cyclic species (f) and a cyclic-to-linear
intensity ratio (g). The color bar indicates the XEOF intensity ratio; the
scale bar is 20 um.

diffractograms and XEOF spectra in Figure 4b,c highlight
spectral differences between the individual clusters in Fig-
ure 4d,e, respectively. Averaged cluster spectra of both PCA-
XRD and PCA-XEOF clusters are shown in the Supporting
Information, Figure S4.

PCA divided the 2D map of crystallinity based on the
intensities and positions of the (16 0 0) and (0 16 0) reflections,
which translate directly into the strain in the crystal lattice
that is imposed by Al enrichment/depletion. The outer
regions of the crystal (blue clusters, points4 and 5 in
Figure 4b) show low XRD peak intensities; the (0 16 0)
peak is notably shifted towards higher d-spacings (lower 26
values) as observed previously for parent zeolite crystals,["*!
whereas a maximum of the (16 0 0) peak seems to be shifted
towards lower d-spacings. In a parent ZSM-5 crystal, the outer
region is Al-rich™ and subsequent steaming leads to deal-
umination and contraction of the unit cell along the a lattice
vector. The overlay of the PCA-XRD clustered regions and
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XEOF intensity map in Figure 4 f indicates the lowest XEOF
intensity, meaning the lowest reactivity, in these clusters. p-
XRD intensity maps in Figure 2c¢ suggest the highest dif-
fraction intensity originating from the middle of the crystal.
The diffractograms of the inner clusters, depicted in orange
(points 2, 3a,b) and red (point 1) in Figure 4b,d, confirm the
higher content of framework Al and a lower degree of
dealumination. Consequently, their reactivity is higher, as
visible from the most intense XEOF emission from the inner
regions in Figure 4f A very distinct feature is the green
cluster (point 6 in Figure 4b,d) that represents a highly
crystalline domain with the lowest d-spacing for the (16 0 0)
reflection, which is an indication of the Al-poor phase that is
more resistant to steaming and less reactive due to lower
accessibility of the microcrystalline domains.

The XEOF intensity ratio of the cyclic and linear dimeric
species can be used as an indication of the extent of reactivity
that is determined by crystallinity and accessibility of the
zeolite domains, as shown in the intensity map of this ratio
(Figure 4 g). This map resembles the PCA-u-XEOF map from
Figure 4 e, highlighting the differences in the XEOF spectra
compared in Figure 3a. The higher amount of cyclic dimeric
species with respect to linear dimeric species correlates well
with the total XEOF intensity and the loss of crystallinity in
the ZSM-5 crystal.

Our experimental approach in combination with PCA
shows that a 2D p-XRD mapping can provide useful
crystallographic information about the 3D structure of
a single zeolite crystal. This is possible owing to the presence
of 90° intergrowths and pronounced Al zoning that divide the
analyzed volume into distinct crystallographic phases, visible
also in PCA cluster maps (Figure 4d). Although precise 3D
information cannot be extracted from our measurements, the
positions and orientations of different crystallographic phases
can still be identified based on the previous knowledge of the
crystallographic and compositional anisotropy within the
parent crystals, as illustrated with the intergrowth model in
Figure 2d.M1 The observed 2D zones of different crystallinity
would not be present if the crystals would consist of a single
homogeneous phase.

As a result of the described crystal anisotropy, crystallo-
graphic phases within one zeolite crystal may be unevenly
affected by steaming and result in distinctly different reac-
tivity. During steaming, the outer Al-rich phase is more prone
to dealumination than the inner Al-poor crystalline domains,
which is the direct consequence of the local Al concentration
that affects the dealumination rate.’'¥ In recent work, we
have measured higher catalytic turnover rates in the inner
regions of steamed ZSM-5 crystals and detected severe
dealumination and clustering of Al atoms at the surface of
the crystals.” It is important to note that the crystal lattice of
a parent ZSM-5 expands at the outer rim in both a and b
directions due to Al zoning,™® with the lattice parameters of
a=20.10+0.02 A and h=19.92+0.02A. Upon steaming
these parameters change to a=20.03+0.02A and b=
19.93+0.02 A. A 0.07 A contraction in the a lattice param-
eter implies a crystallographic change and dealumination
along the sinusoidal pores. HR-SEM and FIB-SEM studies by
Karwacki, Aramburo et al. noticed higher susceptibility of
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sinusoidal pores towards steaming and the unidirectional
nature of mesopores along the sinusoidal channels.%3!

In summary, we have demonstrated that hard X-rays can
be used to acquire information from both X-ray and visible
spectral regions when studying the impact of the crystalline
structure and mesoporous defects on Brgnsted reactivity of
azeolite crystal in a single X-ray shot. The study demonstrates
that the intra-particle differences in zeolite reactivity are
determined by the underlying local crystalline structure and
composition. Such important structure-reactivity relation-
ships are difficult to derive from other characterization
approaches; hence the developed method has the potential
to substantiate, synchronously, in space and time, the
structural and reactivity properties of many other important
functional materials.

Acknowledgements

The European Synchrotron Radiation Facility (ESRF) is
thanked for beamtime. D. Carbone, M. Elzo-Aizarna, Gen-
ziana Bussone, and R. Grifone (ESRF) are acknowledged for
assistance during the beamtime. G. Whiting and C. Sprung
(Utrecht University) are thanked for help with the experi-
ments. M. Mertens (ExxonMobil) is thanked for providing the
ZSM-5 crystals. BM.W. acknowledges the Netherlands
Organisation for Scientific Research (NWO) Gravitation
program (Netherlands Center for Multiscale Catalytic Energy
Conversion, MCEC) and a European Research Council
(ERC) advanced grant (no. 321140).

Keywords: chemical imaging - heterogeneous catalysis -
X-ray diffraction - zeolite - ZSM-5

How to cite: Angew. Chem. Int. Ed. 2016, 55, 7496—7500
Angew. Chem. 2016, 128, 7622-7626

[1] G. Ertl, H. Knozinger, F. Schiith, J. Weitkamp, Handbook of
Heterogeneous Catalysis, Wiley-VCH, Weinheim, 2008.

[2] J. Cejka, A. Corma, S. Zones, Zeolites and Catalysis: Synthesis
Reactions and Applications, Wiley-VCH, Weinheim, 2010.

[3] E. T. C. Vogt, G. T. Whiting, A. Dutta Chowdhury, B. M. Weck-
huysen, Adv. Catal. 2015, 58, 143-314.

[4] M. Hunger in Zeolites and Catalysis: Synthesis Reactions and
Applications (Eds.: J. Cejka, A. Corma, S. Zones), Wiley-VCH,
Weinheim, 2010, pp. 493 —546.

[5] A. Corma, Chem. Rev. 1995, 95, 559 -614.

[6] J. A. van Bokhoven, N. Danilina in Zeolites and Catalysis:
Synthesis Reactions and Applications (Eds.: J. Cejka, A. Corma,
S. Zones), Wiley-VCH, Weinheim, 2010, pp. 283 —300.

[7] L. H. Ong, M. D6mok, R. Olindo, A. C. van Veen, J. A. Lercher,
Microporous Mesoporous Mater. 2012, 164, 9-20.

[8] J. C. Groen, T. Bach, U. Ziese, A. M. Paulaime-van Donk, K. P.
de Jong, J. A. Moulijn, J. Pérez-Ramirez, J. Am. Chem. Soc.
2005, 127, 10792-10793.

[9] S.van Donk, A. H.Janssen, J. H. Bitter, K. P. de Jong, Catal. Rev.
2003, 45, 297 -319.

[10] R. von Ballmoos, W. M. Meier, Nature 1981, 289, 782 -783.

[11] R. Althoff, B. Schulz-Dobrick, F. Schiith, K. Unger, Microporous
Mater. 1993, 1, 207 -218.

[12] N. Danilina, F. Krumeich, S. A. Castelanelli, J. A. van Bokhoven,
J. Phys. Chem. C 2010, 114, 6640—6645.

www.angewandte.de

An dte

Chemie

7625


http://dx.doi.org/10.1021/cr00035a006
http://dx.doi.org/10.1016/j.micromeso.2012.07.033
http://dx.doi.org/10.1021/ja052592x
http://dx.doi.org/10.1021/ja052592x
http://dx.doi.org/10.1081/CR-120023908
http://dx.doi.org/10.1081/CR-120023908
http://dx.doi.org/10.1038/289782a0
http://dx.doi.org/10.1016/0927-6513(93)80079-A
http://dx.doi.org/10.1016/0927-6513(93)80079-A
http://dx.doi.org/10.1021/jp1006044
http://www.angewandte.de

GDCh
~—

7626

[13] Z.Ristanovi¢, J. P. Hofmann, U. Deka, T. U. Schiilli, M. Rohnke,
A. M. Beale, B. M. Weckhuysen, Angew. Chem. Int. Ed. 2013, 52,
13382 -13386; Angew. Chem. 2013, 125, 13624—-13628.

[14] L. Karwacki, M. H. F. Kox, D. A. Matthijs de Winter, M. R.
Drury, J. D. Meeldijk, E. Stavitski, W. Schmidt, M. Mertens, P.
Cubillas, N. John, A. Chan, N. Kahn, S. R. Bare, M. Anderson, J.
Kornatowski, B. M. Weckhuysen, Nat. Mater. 2009, 8, 959 —-965.

[15] M. B. J. Roeffaers, R. Ameloot, M. Baruah, H. Uji-i, M. Bulut,
G. De Cremer, U. Miiller, P. A. Jacobs, J. Hofkens, B. F. Sels,
D. E. De Vos, J. Am. Chem. Soc. 2008, 130, 5763 -5772.

[16] D. Fodor, F. Krumeich, R. Hauert, J. A. van Bokhoven, Chem.
Eur. J. 2015, 21, 6272 -62717.

[17] K.-L. Liu, A. V. Kubareyv, J. Van Loon, H. Uji-i, D. E. De Vos, J.
Hofkens, M. B. J. Roeffaers, ACS Nano 2014, 8, 12650—12659.

[18] Z. Ristanovi¢, J. P. Hofmann, G. De Cremer, A. V. Kubarev, M.
Rohnke, F. Meirer, J. Hofkens, M. B.J. Roeffaers, B. M.
Weckhuysen, J. Am. Chem. Soc. 2015, 137, 6559 —6568.

[19] M. B.J. Roeffaers, B. F. Sels, H. Uji-i, B. Blanpain, P. L’hoést,
P. A.Jacobs, F. C. De Schryver, J. Hotkens, D. E. De Vos, Angew.
Chem. Int. Ed. 2007, 46, 1706 -1709; Angew. Chem. 2007, 119,
1736-1739.

[20] M. H. F. Kox, E. Stavitski, B. M. Weckhuysen, Angew. Chem. Int.
Ed. 2007, 46, 3652 -3655; Angew. Chem. 2007, 119, 3726—3729.

[21] L. Sommer, S. Svelle, K. P. Lillerud, M. Stocker, B. M. Weck-
huysen, U. Olsbye, Langmuir 2010, 26, 16510—-16516.

[22] J. Gustafson, M. Shipilin, C. Zhang, A. Stierle, U. Hejral, U.
Ruett, O. Gutowski, P-A. Carlsson, M. Skoglundh, E. Lundgren,
Science 2014, 343, 758 -761.

[23] S.D. M. Jacques, M. Di Michiel, S. A.J. Kimber, X. Yang, R. J.
Cernik, A. M. Beale, S.J. L. Billinge, Nat. Commun. 2013, 4,
2536.

[24] J.-D. Grunwaldt, C. G. Schroer, Chem. Soc. Rev. 2010, 39, 4741 -
4753.

[25] D.S. Wragg, M. G. O’Brien, F.L. Bleken, M. Di Michiel, U.
Olsbye, H. Fjellviag, Angew. Chem. Int. Ed. 2012, 51,7956 —7959;
Angew. Chem. 2012, 124, 8080 —8083.

[26] A.M. Beale, S. D. M. Jacques, B. M. Weckhuysen, Chem. Soc.
Rev. 2010, 39, 4656 —4672.

[27] J.-D. Grunwaldt, J. B. Wagner, R. E. Dunin-Borkowski, Chem-
CatChem 2013, 5, 62 -80.

[28] 1. L. C. Buurmans, B. M. Weckhuysen, Nat. Chem. 2012, 4, 873 -
886.

[29] F. Meirer, S. Kalirai, D. Morris, S. Soparawalla, Y. Liu, G. Mesu,
J. C. Andrews, B. M. Weckhuysen, Sci. Adv. 2015, 1, e1400199.

[30] L. R. Aramburo, L. Karwacki, P. Cubillas, S. Asahina, D. A. M.
de Winter, M. R. Drury, I. L. C. Buurmans, E. Stavitski, D.
Mores, M. Daturi, P. Bazin, P. Dumas, F. Thibault-Starzyk, J. A.
Post, M. W. Anderson, O. Terasaki, B. M. Weckhuysen, Chem.
Eur. J. 2011, 17, 13773-13781.

[31] L. Karwacki, D. A.M. de Winter, L. R. Aramburo, M. N.
Lebbink, J. A. Post, M. R. Drury, B. M. Weckhuysen, Angew.
Chem. Int. Ed. 2011, 50, 1294 -1298; Angew. Chem. 2011, 123,
1330-1334.

[32] C. Sprung, B. M. Weckhuysen, J. Am. Chem. Soc. 2015, 137,
1916-1928.

Zuschriften

An dte

Chemie

[33] T.K. Sham, J. Electron Spectrosc. Relat. Phenom. 2015, 204,
196-207.

[34] T. K. Sham, R. Sammynaiken, Y. J. Zhu, P. Zhang, I. Coulthard,
S. J. Naftel, Thin Solid Films 2000, 363, 318—-321.

[35] P-S. G. Kim, N. O. Petersen, T. K. Sham, Y. F. Hu, Chem. Phys.
Lett. 2004, 392, 44 —-49.

[36] R. A. Rosenberg, S. Zohar, D. Keavney, R. Divan, D. Rose-
nmann, A. Mascarenhas, M. A. Steiner, Rev. Sci. Instrum. 2012,
83, 073701.

[37] G. Martinez-Criado, B. Alén, J. A. Sans, A. Homs, . Kieffer, R.
Tucoulou, P. Cloetens, J. Segura-Ruiz, J. Susini, J. Yoo, G. Yi,
Nucl. Instrum. Methods Phys. Res. Sect. B 2012, 284, 36—-39.

[38] S. Larcheri, F. Rocca, F. Jandard, D. Pailharey, R. Graziola, A.
Kuzmin, J. Purans, Rev. Sci. Instrum. 2008, 79, 013702.

[39] N. R.J. Poolton, B. M. Towlson, B. Hamilton, D. A. Evans, Nucl.
Instrum. Methods Phys. Res. Sect. B 20006, 246, 445—451.

[40] D. Pailharey, Y. Mathey, F. Jandard, S. Larcheri, F. Rocca, A.
Kuzmin, R. Kalendarev, J. Purans, G. Dalba, R. Graziola, O.
Dhez, J. Phys. Conf. Ser. 2007, 93, 012038.

[41] G. Martinez-Criado, A. Homs, B. Alén, J. A. Sans, J. Segura-
Ruiz, A. Molina-Sanchez, J. Susini, J. Yoo, G.-C. Yi, Nano Lett.
2012, 12, 5829-5834.

[42] P-J. Sabbe, M. Dowsett, M. Hand, R. Grayburn, P. Thompson,
W. Bras, A. Adriaens, Anal. Chem. 2014, 86, 11789 -11796.

[43] M. G. Dowsett, A. Adriaens, G. K. C. Jones, N. Poolton, S. Fiddy,
S. Nikitenko, Anal. Chem. 2008, 80, 8717 —8724.

[44] Z. Wang, X. Guo, T.-K. Sham, Nanoscale 2014, 6, 6531 -6536.

[45] G. A. Chahine, M.-I. Richard, R. A. Homs-Regojo, T. N. Tran-
Caliste, D. Carbone, V. L. R. Jacques, R. Grifone, P. Boesecke, J.
Katzer, 1. Costina, H. Djazouli, T. Schroeder, T. U. Schiilli, J.
Appl. Crystallogr. 2014, 47, 762 —769.

[46] D. G. Hay, H. Jaeger, K. G. Wilshier, Zeolites 1990, 10, 571 -576.

[47] E. Stavitski, M. H. F. Kox, B. M. Weckhuysen, Chem. Eur. J.
2007, 13, 7057 -7065.

[48] V. Fornés, H. Garcia, V. Marti, L. Fernandez, Tetrahedron 1998,
54, 3827-3832.

[49] 1. L. C. Buurmans, E. A. Pidko, J. M. de Groot, E. Stavitski,
R. A. van Santen, B. M. Weckhuysen, Phys. Chem. Chem. Phys.
2010, 12, 7032-7040.

[50] L. R. Aramburo, S. Wirick, P. S. Miedema, I. L. C. Buurmans,
F. M. F. de Groot, B. M. Weckhuysen, Phys. Chem. Chem. Phys.
2012, 14, 6967 —6973.

[51] S. M. Campbell, D. M. Bibby, J. M. Coddington, R. F. Howe,
R. H. Meinhold, J. Catal. 1996, 161, 338 —349.

[52] T. Sano, N. Yamashita, Y. Iwami, K. Takeda, Y. Kawakami,
Zeolites 1996, 16, 258 —264.

[53] T.Sano, H. Ikeya, T. Kasuno, Z. B. Wang, Y. Kawakami, K. Soga,
Zeolites 1997, 19, 80— 86.

[54] D.E. Perea, 1. Arslan, J. Liu, Z. Ristanovi¢, L. Kovarik, B. W.
Arey, J. A. Lercher, S.R. Bare, B.M. Weckhuysen, Nat.
Commun. 2015, 6, 7589.

Received: February 23, 2016
Revised: March 20, 2016
Published online: May 4, 2016

www.angewandte.de

© 2016 Die Autoren. Verdffentlicht von Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

Angew. Chem. 2016, 128, 7622 —7626


http://dx.doi.org/10.1038/nmat2530
http://dx.doi.org/10.1021/ja7113147
http://dx.doi.org/10.1002/chem.201406182
http://dx.doi.org/10.1002/chem.201406182
http://dx.doi.org/10.1021/nn505576p
http://dx.doi.org/10.1002/anie.200604336
http://dx.doi.org/10.1002/anie.200604336
http://dx.doi.org/10.1002/ange.200604336
http://dx.doi.org/10.1002/ange.200604336
http://dx.doi.org/10.1002/anie.200700246
http://dx.doi.org/10.1002/anie.200700246
http://dx.doi.org/10.1002/ange.200700246
http://dx.doi.org/10.1021/la101454v
http://dx.doi.org/10.1126/science.1246834
http://dx.doi.org/10.1039/c0cs00036a
http://dx.doi.org/10.1039/c0cs00036a
http://dx.doi.org/10.1002/anie.201203462
http://dx.doi.org/10.1002/ange.201203462
http://dx.doi.org/10.1039/c0cs00089b
http://dx.doi.org/10.1039/c0cs00089b
http://dx.doi.org/10.1002/cctc.201200356
http://dx.doi.org/10.1002/cctc.201200356
http://dx.doi.org/10.1038/nchem.1478
http://dx.doi.org/10.1038/nchem.1478
http://dx.doi.org/10.1126/sciadv.1400199
http://dx.doi.org/10.1002/chem.201101361
http://dx.doi.org/10.1002/chem.201101361
http://dx.doi.org/10.1002/anie.201006031
http://dx.doi.org/10.1002/anie.201006031
http://dx.doi.org/10.1002/ange.201006031
http://dx.doi.org/10.1002/ange.201006031
http://dx.doi.org/10.1021/ja511381f
http://dx.doi.org/10.1021/ja511381f
http://dx.doi.org/10.1016/j.elspec.2015.04.004
http://dx.doi.org/10.1016/j.elspec.2015.04.004
http://dx.doi.org/10.1016/S0040-6090(99)01006-8
http://dx.doi.org/10.1016/j.cplett.2004.05.048
http://dx.doi.org/10.1016/j.cplett.2004.05.048
http://dx.doi.org/10.1063/1.4730335
http://dx.doi.org/10.1063/1.4730335
http://dx.doi.org/10.1016/j.nimb.2011.08.013
http://dx.doi.org/10.1063/1.2827485
http://dx.doi.org/10.1016/j.nimb.2006.01.013
http://dx.doi.org/10.1016/j.nimb.2006.01.013
http://dx.doi.org/10.1088/1742-6596/93/1/012038
http://dx.doi.org/10.1021/nl303178u
http://dx.doi.org/10.1021/nl303178u
http://dx.doi.org/10.1021/ac503284r
http://dx.doi.org/10.1021/ac800895n
http://dx.doi.org/10.1039/c4nr01049c
http://dx.doi.org/10.1107/S1600576714004506
http://dx.doi.org/10.1107/S1600576714004506
http://dx.doi.org/10.1016/S0144-2449(05)80314-8
http://dx.doi.org/10.1002/chem.200700568
http://dx.doi.org/10.1002/chem.200700568
http://dx.doi.org/10.1016/S0040-4020(98)00109-4
http://dx.doi.org/10.1016/S0040-4020(98)00109-4
http://dx.doi.org/10.1039/c002442b
http://dx.doi.org/10.1039/c002442b
http://dx.doi.org/10.1039/c2cp22848c
http://dx.doi.org/10.1039/c2cp22848c
http://dx.doi.org/10.1006/jcat.1996.0191
http://dx.doi.org/10.1016/0144-2449(95)00161-1
http://dx.doi.org/10.1016/S0144-2449(97)00052-3
http://dx.doi.org/10.1038/ncomms8589
http://dx.doi.org/10.1038/ncomms8589
http://www.angewandte.de

