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3-D X-ray Nanotomography Reveals Different Carbon
Deposition Mechanisms in a Single Catalyst Particle

Martin Vesely,” Roozbeh Valadian,” Leon Merten Lohse,” Mareike Toepperwien,®
Kathryn Spiers, Jan Garrevoet,' Eelco T. C. Vogt,™? Tim Salditt,”™ Bert M. Weckhuysen,*™

and Florian Meirer*®

Catalyst deactivation involves a complex interplay of processes
taking place at different length and time scales. Understanding
this phenomenon is one of the grand challenges in solid
catalyst characterization. A process contributing to deactivation
is carbon deposition (i.e, coking), which reduces catalyst
activity by limiting diffusion and blocking active sites. However,
characterizing coke formation and its effects remains challeng-
ing as it involves both the organic and inorganic phase of the
catalytic process and length scales from the atomic scale to the
scale of the catalyst body. Here we present a combination of

Introduction

Carbon deposits on catalysts are an unwanted side product of
any chemical reaction where hydrocarbons react over heteroge-
neous catalysts. They can play different roles and are commonly
reported to deactivate the catalyst by pore clogging or by
covering the catalytically active site."™ These deposits consist
of a mixture of different hydrocarbon species, are commonly
called ‘coke’, and have already been the topic of numerous
experimental and theoretical investigations for decades. Various
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hard X-ray imaging techniques able to visualize in 3-D the
distribution, effect and nature of carbon deposits in the macro-
pore space of an entire industrially used catalyst particle. Our
findings provide direct evidence for coke promoting effects of
metal poisons, pore clogging by coke, and a correlation
between carbon nature and its location. These results provide a
better understanding of the coking process, its relation to
catalyst deactivation and new insights into the efficiency of the
industrial scale process of fluid catalytic cracking.

analytical methods have been used in the past to study carbon
deposits in solid catalysts providing bulk information on both
the species and origin of the coke accumulated during catalyst
operation. Studies on industrial catalysts are less common; coke
in industrial reforming, hydrotreating, or cracking catalysts was
studied using solid-state carbon magic angle spinning nuclear
magnetic resonance (C-MAS-NMR),2*"  supercritical fluid
extraction (SFE),®” electron paramagnetic resonance (EPR),?
near-edge X-ray absorption fine structure (NEXAFS),'""® X-ray
photoelectron spectroscopy (XPS),”'" X-ray diffraction (XRD),""
matrix-assisted laser/desorption ionization time-of-flight mass
spectrometry (MALDI-TOF-MS),” temperature-programmed hy-
drogenation (TPH) and oxidation (TPO),""'™ Raman
spectroscopy,'"™ UV-vis microspectroscopy,'® proton-induced
X-ray emission (PIXE), and nuclear reaction analysis (NRA)."”
These techniques often rely on coke-containing samples from
which the catalyst was leached (e.g., by dissolution in hydro-
fluoric acid™) and provide either bulk information or 2-D data at
a spatial resolution that is too low to study the relation of
catalyst structure and composition on the one hand and coke
on the other hand.

In order to reveal the prevailing deactivation mechanism
and to quantify the deactivation effect, however, knowledge of
the 3-D coke distribution at different length scales is crucial.™®
At the smallest scale, atom probe tomography (APT) has been
successfully used for studying the effect of carbon deposits at
the length-scale of the active site."? Electron microscopy (EM)
can visualize carbon deposits on length-scales from the single
crystal®®?? to the single catalyst particle® in two dimensions
or carbon-based compounds in three dimensions.***' Using
soft X-ray scanning transmission X-ray microscopy (STXM)
carbon formation can be mapped at sub-micron resolution and
in-situ revealing distribution and, if combined with NEXAFS,
speciation of carbon deposits on a solid catalyst.”® Finally,
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confocal fluorescence microscopy (CFM) can visualize coke
deposits in single crystals®” or industrial-grade catalyst
bodies"** at micrometer resolution.

However, the volume that can be investigated by APT, EM,
and soft X-ray STXM tomography is not sufficient to study a
complete sub-millimeter catalyst body and CFM still offers
limited spatial resolution and certainly limited information
depth. Hard X-ray imaging techniques provide a similar spatial
resolution as soft X-ray STXM®*3" but the highest information
depth of all above- mentioned techniques thus enabling 3-D
studies®>% of, for example, metal distribution in the macro-
pores®” (pore sizes >50 nm) of an entire catalyst body”®**"
revealing the effect of those deposits on the catalyst's macro-
pore space and accessibility. However, while this approach is
very sensitive to metal deposits hard X-rays provide much
weaker contrast for organic phases than soft X-rays because the
energy dependent X-ray absorption is correlated with material
density and atomic number.

Coke formation is an important factor in fluid catalytic
cracking (FCC), which plays a crucial role in oil refinery
industry™" and converts high-molecular weight hydrocarbons
to gasoline and propylene for polymer industry, with the recent
promising trends to co-process biomass“"” and/or plastic waste
as alternative sources of fuel*** Worldwide, approximately
350 FCC units are operated with an overall processing capacity
of 14.7 million barrels per day and consuming 840,000 metric
tons of FCC catalyst annually.*"* In each unit FCC catalyst
particles with diameters between 50-150 um experience 2500-
10000 processing cycles with a 5000-cycle average. During each
cycle the pre-heated feedstock is mixed with the (hot) catalyst
at the bottom of the riser-reactor, in which a carbon-rich
byproduct (coke) is formed due to cracking and pre-cracking of
the feedstock molecules at the active sites of the catalyst. This
type of coke is formed within the first 0.15 s after the catalyst
entered the riser reactor,*® while the residence time of a
particle in the reactor is maximally five seconds per cycle. The
catalyst particle also accumulates coke from unwanted dehy-
drogenation reactions on deposited poisoning metals (e.g.,
nickel and vanadium), additive aromatic coke from the feed
deposited on the catalyst’s outer surface, and coke formed
during incomplete stripping.®® These various coke deposits
might cause different deactivation mechanisms and naturally
vary in chemical nature. Based on product transient
experiments®” two mechanisms of FCC catalyst deactivation
due to coke deposition have been proposed. In the first
mechanism, at low coke contents, the active site of the catalyst
material is covered by coke, which causes catalyst deactivation
by preferential blocking of the strongest acid sites. In the
second mechanism at high coke contents, pore-clogging causes
reduced diffusion in micro-pores™® (pore sizes <2 nmP”)
hindering mass transport of products and feedstock, in turn
reducing catalyst efficiency.

With the aim to successfully tackle the challenge of visual-
ization of weak absorbing organic phases by hard X-rays, we
present here a unique characterization methodology to reveal,
identify, and assess the effects of carbon deposits within single
catalyst bodies at the macro-pore scale by using non-
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destructive, hard X-ray holotomography in differential contrast
mode. We further combined this method with X-ray
fluorescence (XRF) tomography data recorded for the same
catalyst particle to reveal spatial correlations between coke
deposits and structurally and/or chemically different regions in
a commercially used FCC catalyst particle that was used as an
archetypical example for a hierarchically complex porous
catalyst body.

Our developed characterization methodology is summar-
ized in Fig.1, which illustrates the complex workflow that
integrates two synchrotron-radiation (SR) based X-ray holoto-
mography experiments and one X-ray fluorescence (XRF)
tomography performed at two different beamlines on the same
sample. The imaged sample was a coked, used equilibrium
catalyst (ECAT) catalyst particle of 60 um in average diameter
harvested from a batch taken from an industrial FCC unit. The
sample was selected for its high coke content; by nature of the
FCC process there is, on a single catalyst particle level, always
inhomogeneity in the catalyst age, and thus the coke loading of
individual catalyst particles. To ensure that the individual
catalyst particle selected for this study was indeed a coked
catalyst material, a particle was selected that appeared black in
the optical microscope (Figure 1, Supporting Section S1). This
single coked catalyst particle was then imaged by X-ray
holotomography using a 64 nm pixel size resulting in a 3-D
representation of the sample’s electron density that was
segmented into pore space and solid matter (see Experimental
section). After imaging the coked catalyst material, the particle
was placed in an in-house developed chamber for calcination of
individual catalyst particles (Supporting Section S2) and
calcined in air for 4 h at 600 °C using a 5°C/min ramp to ensure
removal of all carbon deposits in the catalyst without damaging
the internal structure or causing any phase changes in the
catalyst. This was confirmed by complementary lab-based
powder XRD measurements of the same catalyst batch before
and after calcination (Supporting Section S3) and by conducting
an additional experiment: an ECAT catalyst batch (the same
batch from which the individual catalyst particle was retrieved)
was calcined during a synchrotron radiation (SR) based in-situ
Small- and Wide-Angle Scattering measurement that was
combined with a differential scanning calorimetry measurement
(SAXS/WAXS/DSC). The results of this experiment confirmed
stable crystallinity, pore broadening, and heat evolution during
the calcination of the ECAT (see Supporting Section S4). After a
cooling phase (5°C/min ramp) the calcined particle was
remounted and imaged again and the difference between the
two X-ray holotomographies was used to obtain the 3-D coke
distribution (differential contrast holotomography, see Figure 2,
the Experimental section, Supporting Sections S5-S9, and Fig-
ure S5-59).

Finally, we have combined these results with data from XRF
tomography (200x200x200 hm® voxel size) recorded for the
same calcined particle to investigate any spatial correlation
between coke and specific metals present in the catalyst
particle. Lanthanum stabilizes zeolite Y and is, in the brand of
FCC catalyst particle used here, only present in the zeolite
phase of the catalyst. It can therefore be used as a spectro-
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Figure 1. Experimental workflow and detection schemes. (a) In X-ray holotomography performed at beamline P10 of the PETRA IIl synchrotron, Kirkpatrick-
Baez (KB) mirrors focus the X-ray beam generated by the synchrotron storage ring into a waveguide that creates a virtual point source with smoother
illumination and smaller focus size, which is then used to image the FCC catalyst particle mounted on a carbon tip. Tomography was performed at four
different distances between sample and a scintillator-based fiber-coupled sCMOS detector; see Experimental section for further details. (b) After the first
measurement, the particle was calcined to burn off coke deposits. During this step the particle color changed from black to white evidencing the removal of
the carbon deposits on the surface, while no other morphological changes took place (see Supporting Information). The particle was then re-mounted and
measured again at beamline P10. (c) After this second X-ray holotomography the catalyst was also imaged by X-ray fluorescence (XRF) tomography at the
PETRA Ill beamline P06. The emitted XRF was detected by means of a MAIA detector and XRF spectra were fitted to quantify the relative concentrations of the
detected elements in every single pixel and at each projection angle (see Experimental section). In the final step the 3-D representations of the sample’s
electron density as well as the 3-D distribution of coke deposits (displayed as yellow surface deposits in (a)) had been reconstructed from X-ray
holotomography, and the 3-D distribution of specific elements of interest was reconstructed from XRF tomography. The correlated X-ray holotomography and

XRF tomography data are shown in Supporting Movie 1.

scopic marker for this most active component,*-*? while iron

and nickel are typical examples of poisoning metals, of which
Ni is suspected to promote coke formation.” Figure 2 shows all
the above-mentioned data processing steps including differ-
ential contrast holotomography and its correlation with XRF
tomography. Figure 2 also emphasizes the nature of the differ-
ential contrast data, which is independent of the local phase of
the catalyst. This means the carbon deposits in all solid phases
(i.e., zeolite, aluminosilicate matrix, clay, iron, and nickel) and
pores contribute to the difference in image contrast.

Solid-state 'C NMR®'? methods previously distinguished
two different carbon species, i.e., aromatic and aliphatic species,
to be present in the ECAT FCC catalyst particle. This was
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confirmed by studying the effect of coke deposition during gas
oil cracking (i.e., using a feedstock without carbon residue) and
residue feedstock cracking (where the feedstock contained
4.3 wt.% of carbon residue).”® While the coked catalyst that was
used in gas oil cracking contained mainly aliphatic carbon, both
aliphatic and aromatic carbon were found in the other case.
The authors therefore suggested that catalytic cracking gen-
erates aliphatic carbon, while the main source of aromatic
species is residual coke from the feedstock stream. However,
these studies neither identified the spatial distribution of the
carbon deposits within the catalyst particle (and therefore could
not draw conclusions on their effect on e.g., the catalyst’s pore
space) nor considered the effect of poisoning metals. It is

© 2021 The Authors. ChemCatChem published by Wiley-VCH GmbH
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Figure 2. Schematic representation of the workflow of differential contrast X-ray holotomography combined with X-ray fluorescence (XRF) tomography. (a)

Holotomography data before the calcination step. Here the coke deposits only contribute very little to the spatially resolved X-ray absorption resulting in very
little contrast to resolve them (the contrast is artificially enhanced in the schematic for clarity). (b) X-ray holotomography data after the calcination step. These
data are almost identical to (a) and show again the microstructure, but without the small absorption contribution of the carbon deposits. In (c), which is the
difference image of the images (a) and (b) after registration, the spatial distribution of the carbon deposits is revealed. This method reveals carbon deposits in
all solid phases of the catalyst as well as the pore space, that is, independent of their nature or location in the catalyst. Panel (d) displays a schematic overlay
of holotomography data after the calcination step (b) and the corresponding metal distribution determined by XRF tomography. A zoom-in in (e)
schematically depicts how these two data sets that have different voxel sizes (200x 200 x 200 nm? voxel size for XRF data and 64 x 64 x 64 nm? voxel size for
holotomography data) have been registered. The difference in voxel size results in a smoother surface for carbon deposits and a rougher (‘pixelated’) surface
for metals in the digital representation of the catalyst’s microstructure. Panel (f) depicts how it was possible to study the spatial correlation between metals
(from XRF tomography data) and carbon deposits (from X-ray holotomography data) in the FCC catalyst particle based on the complex registration of three
independent 3-D tomography measurements of the same whole FCC catalyst particle.

known that both nickel and vanadium are active in hydro-
genation-dehydrogenation reactions™ and have therefore been
suspected to increase coke selectivity.*”

The only spatially resolved coke study we are aware of that
identified carbon deposits in FCC catalysts used NRA line scans
across particle cross-sections with a spatial resolution of several
micrometers and revealed uniformly distributed carbon.'” In a
more recent study using NMR and EPR,"? our group determined
an approximate location of aromatic and aliphatic carbon
deposits in FCC catalyst particles. Aliphatic coke was deposited
within the particle, while aromatic coke was found predom-
inantly in the outer part of the particle close to a paramagnetic
species, such as iron (Fe*"; d°), nickel (Ni**; d® or vanadium
(v**; d'). However, NMR and EPR methods are not able to
determine the 3-D spatial distribution of carbon deposits and
their effect on the pore space inside a whole individual FCC
catalyst particle. Although, the 3D distribution of metal deposits
has been studied at tens of nanometers precision.*”

ChemCatChem 2021, 13, 2494-2507 www.chemcatchem.org
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Results and Discussion

Carbon deposits reduce accessibility and interconnectivity of
the catalyst’s pore network

The 3-D representation of the catalyst material obtained by X-
ray holotomography was used to characterize the studied FCC
catalyst particle using single particle metrics established
previously®®*® (Figure 3, Experimental Section, Supporting
Tables S4 and S5 in Section S14). The good agreement with
earlier work®*°** confirms that a typical, i.e., representative,
aged FCC catalyst particle was investigated and, in agreement
with bulk XRD data and SR-based in-situ SAXS/WAXS/DSC
measurements, the comparison of values before and after
calcination confirms that no morphological changes other than
coke removal took place.

The removal of coke deposits is also evident in the
histograms of electron density recorded before and after
calcination (Supporting Section S5). A small shift towards lower

© 2021 The Authors. ChemCatChem published by Wiley-VCH GmbH
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Figure 3. Effects of carbon deposits at the single catalyst particle level. (a, b) Virtual cut through the ECAT FCC particle before and after calcination as imaged
by X-ray holotomography. The coke distribution is displayed in yellow-green. (c) The number of sub-graphs (isolated pore networks) of the pore network
versus their distance from the particle surface shows that the largest number of sub-graphs was found within 2 um from the surface, i.e. in the denser surface
layer of FCC particles that contains more isolated cavities, especially in aged catalysts. Their number decreases towards the particle center, where porosity and
pore connectivity increase, and the pore space is mainly represented by one large interconnected network. The number of sub-graphs decreased after
calcination of the particle, evidencing that coke deposits indeed block macro-pores and isolate small pore volumes. The grey region indicates the statistically
insignificant region which is related to the small number of voxels these shells that are close to the center of the particle. (d) The corresponding analysis of
the accessibility of the nodes of the pore network as a function of their distance to the particle surface. () A comparison of single particle metrics
(Experimental section, Tables S4-S5 in Section S14) before and after calcination confirms that no morphological changes other than a clear increase in
accessible pore volume and a very small reduction (2655 voxels or 0.0072 %) in the total particle volume took place indicating coke removal from the particle
surface. Dark grey bars indicate values based on changes in the single particle pore network. All changes indicate how coke filled dips in the catalyst’s surface,

reduces accessibility via surface pore blockage and clogs macro-pores inside the particle. All reported values were established from the tomographic
reconstruction of the single particle studied.
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values of electron density is seen after calcination, which can
only be caused by the removal of matter containing electrons.
This is the basis for differential contrast holotomography that is,
mapping the 3-D coke distribution as the difference between
the two datasets. This also allowed segmenting the 3-D coke
distribution into a set of voxels containing carbon deposits
(Supporting Section S6). Next, we have estimated the total
amount of coke in the catalyst particle to 2.37 vol.% (1.68 wt.%
assuming the density of graphite), a value that was very close
to typically reported amounts (0.7-1.5 wt.%)" for commercially
used ECAT, and in excellent agreement with the 1.75 wt.%
previously reported for ECAT with high carbon content,?
confirming validity of our segmentation approach. We addition-
ally confirmed this result by performing simultaneous thermog-
ravimetric and differential thermal analysis combined with mass
spectrometry to determine the amount of coke in the catalyst
batch the single particle was taken from (Supporting Section
S7). The results showed that the total weight loss caused by
carbon deposits was 1.38 wt.%. This confirms that the individual
particle selected from this batch was one with a high coke
content.

Having both a 3-D representation of macro-pore space and
coke distribution (Figure 3a,b) allowed investigating the effect
of carbon deposits on the macro-pore network of the catalyst
as previously done for metal deposits.***® We have constructed
two pore network models (one for the non-calcined and one for
the calcined particle) that captured the connectivity of macro-
pores by expressing them as a set of geometrical spatial graphs
containing nodes (branching points) and segments (set of
points connecting the nodes) with corresponding pore diame-
ters for each node and segment point (see Experimental
section, Supporting Section S8). The majority of nodes (almost
90%) of both networks were found interconnected, that is, in
one graph (the ‘main graph’), while other graphs (‘sub-graphs’)
contained only few nodes covering just a small percentage of
the particle’s pore network. The observation that the main
graph covers almost the entire pore network of an FCC catalyst
particle is in line with previous work®*” and highlights the
high degree of macro-pore interconnectivity. This interconnec-
tivity is smaller before coke removal, as evidenced by the larger
number of sub-graphs in the network of the coked particle
(Figure 3c). In order to assess the accessibility of the macro-
pores depending on their location in the particle we have
determined the percentage of accessible nodes as function of
their Euclidean distance from the particle surface (Figure 3d).
The fraction of accessible nodes was higher for the calcined
particle because the pore system became more interconnected
and accessible.

The node accessibility in the network of the non-calcined
FCC particle further continuously decreased towards the
particle center indicating that coke deposits throughout the
catalyst incessantly blocked macro-pores and caused lower
pore connectivity. A comparison of the bulk properties of both
pore networks is reported in Figure 3e and Supporting Table S1.

Here we want to emphasize two important advantages of
our analytical approach and related data analysis: (1) the small
difference in the mean pore diameter (7.4 nm) is statistically
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significant, independent of a much larger isotropic voxel size of
64 nm - this fact was thoroughly discussed in our previous
papers.®®*% (2) While the values reported in Figure 3e and
Supporting Table S2 are based on a statistical evaluation of the
networks our 3-D data allows pinpointing and visualizing the
suggested pore clogging and path shortening for any specific
macro-pore of the catalyst. As an example, Figure4 and
Supporting Movie 2 report the shortest paths between two
arbitrarily chosen nodes (indicated by green and yellow circles)
in both the calcined and non-calcined particle macro-pore
networks highlighting the pore-clogging effect of coke.

We also evaluated the limited mass transport ability caused
by carbon deposits by determining the effective permeability of
the sub-volume displayed in Figure 4 (see Supporting Section
S9, Table S2, Movie 3, and Reference 45 for further details).

The sub-volume’s effective permeability increased from
132 nm? for the non-calcined FCC particle to 162 nm? for the
calcined FCC particle, that is, the carbon deposits caused a
15.4% drop in the effective permeability. Moreover, the flow
was found completely blocked along one axis. To visualize the
effect of restricted mass transport in this sub-volume, the flow
in the pore space along one principal axis was shown in
Figure 4e (i.e., the non-calcined FCC particle) and Figure 4f (i.e.,
the calcined FCC particle). The shape and total number of
streamlines demonstrate less restricted flow in the macro-pores
of the calcined particle. The shape and total number of
streamlines demonstrate less restricted flow in the macro-pores
of the calcined particle.

The electron density of carbon deposits is correlated with
their location in the catalyst particle

The example in Figure 4 shows that we were able to identify
individual coke deposits in a whole catalyst particle. The
analysis of separable and localized deposits or ‘coke clusters’
(Experimental section, Supporting Section S10, Supporting
Movie 4) showed that the largest clusters are mainly located on
the surface of the catalyst particle with the exception of one
big cluster that was found close to the center of the catalyst
particle, while smaller clusters (below volumes of 3 um® or
10000 voxels) are distributed more homogeneously throughout
the catalyst particle (Figure S8). Figure 5 shows a virtual cut
through the particle indicating the individual carbon clusters
located inside the catalyst particle (non-surface clusters shown
in magenta) and at the surface (surface clusters shown in cyan).
The separation also allowed inspecting the electron density
values of surface and non-surface coke deposits reported as
probability density functions for both types of coke (Figure S9).
A clear increase of electron density in surface clusters shows the
denser coke deposits at the surface of the particle. This
observation of electron-denser carbon species being closer to
the surface becomes obvious when plotting the mean electron
density of the coke clusters as a function of distance to the
particle surface (Figure 5¢), which shows three distinct regions.
The same plot including the standard deviation at each distance
from the particle surface is reported in Figure S10 and shows a

© 2021 The Authors. ChemCatChem published by Wiley-VCH GmbH
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Figure 4. Pore blockage by carbon deposits within a catalyst particle. Specific example for pore narrowing and blockage inside the catalyst particle caused by
the presence of carbon deposits. (a) Position of the sub-volume within the catalyst particle. (b) Zoom of the sub-volume displaying how the macro-pore
volume is used to generate the pore network model with nodes (black spheres) and connecting segments. The color and thickness of the segments indicate
the variation of the pore radius in every point of the pore network (not drawn to scale). In (c) the gold spheres indicate a specific path through the network
that starts in the lower right part of the displayed volume and connects the nodes indicated by the yellow and green circles. This path indicates the shortest
path between these two nodes in the calcined particle. This shortest connection is again highlighted in (d) by the blue path, which is shorter than the
shortest path between these two nodes in the non-calcined particle (red path). This exemplifies how a path between two nodes of the pore network can be
blocked by carbon deposits but is freed up after calcination (blue path). Panels (e) and (f) visualize this effect of pore blockage via the simulated mass flux
based on a permeability calculation for the sub-volume along the (vertical) x-axis. The number, distribution and color of the streamlines (indicating normalized

mass flow velocity) illustrate how mass flux is less restricted after coke removal in (f).

significantly larger variation of electron density closer to the
surface. This larger variation clearly shows that ‘surface coke’ is
more heterogeneous in terms of a different chemical nature
(most probably represented by large polyaromatic species and
aliphatic type species) and/or coke porosity than ‘core coke’,
which is on average of lower electron density. The transient
region between ‘surface coke’ and ‘core coke’ exhibits a linear
decrease connecting high (‘surface coke’) and low coke electron
density (‘core coke’) regions, which is also reflected in the
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corresponding probability density functions of electron density
(Figure 5d). In agreement with literature,®'? this shift in electron
density between ‘surface coke’ and ‘core coke’ can be assigned
to the presence of large polyaromatic species and aliphatic type
species, respectively. However, the 3-D packing of the same
carbon species (coke porosity) within the catalyst particle can
have the same effect and cause such a shift of the electron
density. We can indeed imagine that the 3-D packing of carbon
deposits could be denser at the outer surface of the catalyst
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Figure 5. 3-D speciation of carbon deposits within a catalyst particle via electron density. (a) Virtual cut through the 3-D distribution of surface (cyan) and (b)
non-surface (magenta) carbon deposits. Surface coke clusters are defined as clusters that contain at least one voxel that is located within 2 voxels from the
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cluster) as a function of distance to the surface reveals three distinct regions: a near surface region, a transient region, and a central region. The corresponding
probability density functions of these regions’ electron density values are reported in (d) clearly showing the decreased electron density of coke deposits
located in the center of the catalyst particle. The probability density functions (i.e., the histograms of the electron density values normalized by setting their
integral to unity) were used to directly compare these histograms because the total number of voxels in near surface, transient, and central region is very

different.

particle (i.e., less porous coke is present), as the packing is not
limited by space restrictions. These results show that the
developed differential contrast imaging is clearly sensitive
enough for a tentative identification of small changes in
electron density making the developed method more generally
applicable to a wide range of catalytic reactions and systems.

Combining X-ray holotomography and X-ray Fluorescence
tomography reveals the origin of coke

Figure 6 reports the radial distribution of coke, poisoning
metals, and lanthanum, showing a much higher coke amount
close to the particle surface, related to the patchy surface
deposits of large polyaromatic coke species or denser coke
packing. Both iron and nickel concentration profiles show the
typical radial deposition profiles of poisoning metals in ECAT
particles.P834920%6571 Theijr concentration is relatively higher
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close to the surface. Nevertheless, Ni can diffuse deeper into
the particle due to its higher mobility compare to Fe. Therefore,
Iron hotspots (region with highest Fe concentration) appears
closer to the surface rather than Ni hotspots. This co-location of
the highest concentrations of coke, Ni, and Fe is in line with the
reported promotional effect of metals for coke formation™ and/
or the effect that metal transporting porphyrin-like species from
the feedstock are co-deposited with the metals they carry.
However, to quantify this effect we determined the total
amounts of both surface and non-surface coke in the iron-,
nickel-, and lanthanum-rich areas (Table 1).

To assess the domains’ intrinsic average activity for non-
surface coke formation the determined non-surface coke
amount per domain was divided by the volume of the
respective domain and expressed as percent of total activity.
Note that activity here includes both accessibility and reactivity
because the amount of non-surface coke formed per unit
volume depends on both. Clearly, the La and Ni domains show

© 2021 The Authors. ChemCatChem published by Wiley-VCH GmbH


https://doi.org/10.1002/cctc.202100276

Chemistry

Full Papers Europe
ChemCatChem doi.org/10.1002/cctc.202100276 Socrmues Pubtahng
a b

= 10

2 0.08 2

22 s

% 0.06 >

3 . -

— = |

<004 °

@ 4 £

8 ®

& 0.02 5 9

o] (@]

b=} O

TH 0

0
0 5 10 15 20 25
Distance from the surface, um

d
= 10
2008 - L
> =
5 0.06 . 3
2 6 §
\Eam 2
@ 4 €
8 ©
[o] O
3 &)
L

0 : - : 0
0 0.5 1 1.5 2
Distance from the surface, um

Figure 6. Correlated 3-D distributions of carbon deposits and metals within a single catalyst particle. (a) Virtual cut through the 3-D distribution of iron
(yellow-red), nickel (blue-green), and lanthanum (magenta) as imaged by XRF tomography. The radial profiles in (b) report relative concentrations of iron,
nickel, lanthanum (from XRF), and carbon deposits (from X-ray holotomography); the red region indicates the typical 1-2 um thick surface region of decreased
porosity. (c) 3-D distribution of individual carbon deposit clusters (individual clusters are plotted in different colors) identified by differential contrast
holotomography. In (d) a zoom into the near surface region of the radial plot is displayed revealing the large amount of carbon deposited on the catalyst
particle’s surface. In (e) a zoom into the near-surface region of the catalyst particle is shown displaying the particle (X-ray holotomography, grey) and one of
the large surface carbon deposit clusters (yellow). The comparison with panel (f) reveals how these patchy surface clusters smoothen the nodulated surface of
the particle by filling dips and dents (see also the sketch below panels e-f). Panel (g) displays the 3-D Fe concentration distribution together with the surface
cluster in the same sub-volume, showing that surface coke is located in close vicinity to the highest Fe concentrations found close to the surface of the
catalyst particle (see also Supporting Movie 5). Note that, as this is a 3-D perspective image, the scale bar indicates the length correctly only in the plane of
the virtual cut. This observation confirms a previous NMR study that suggested aromatic coke to be mainly in the near surface regions of the catalyst particle
and close to a paramagnetic species, such as iron."?

significantly higher activity for the formation of non-surface  reported higher dehydrogenation activity of nickel®*” and the
coke than the Fe and metal-free areas. This is in line with the  high density of active acid sites in the La-exchanged zeolites
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Table 1. Absolute amounts of the two types of coke detected in metal-
free as well as iron-, nickel-, and lanthanum-rich domains of the single
catalyst particle. Metal-rich areas were defined via thresholding of the XRF
data (see Methods section). The last column reports the normalized activity
of those domains for non-surface coke formation. As expected, based on
its proposed origin and location, surface coke (dominated by large
polyaromatic species mainly transferred from the feed) was not found to
be preferentially present in metal-rich regions of the catalyst particle:
85.16% of this coke was localized in metal-free domains. Non-surface, i.e.,
mainly aliphatic coke generated by cracking or hydrogenation reactions,
showed a higher spatial correlation with metal-rich areas, but also in this
case the majority, namely 78.86%, of this type of coke was localized in
metal-free domains, that is, in the pores of the catalyst particle.

Domain Total amount of ~Total amount of Normalized activity for
surface coke non-surface coke  non-surface coke for-
[Vol.%] [Vol.%)] mation [%)]

Fe 6.11 3.56 17.9

Ni 4.86 8.81 21.2

La 6.62 11.19 46.4

Metal- 85.16 78.86 14.5

free

that are the most active domains in the FCC catalyst particle for
both cracking and coke formation,*® which in turn confirms
that non-surface coke is dominated by less dense aliphatic
coke. Interestingly, only 28.8% of all individual La domains were
found to contain coke. This also shows how the limited
accessibility of the deactivated ECAT leads to the participation
of less than a third of the zeolite domains in cracking reaction.

Conclusions

We have identified a carbon surface layer with a thickness of
less than 1 um filling dips and dents in the nodulated surface of
an aged FCC catalyst particle (Figure 6). This is in line with
suggestions from recent literature,"? however, the analytical
approach presented here not only provides clear evidence for
this phenomenon, but further allowed for a detailed analysis of
the effect of coke deposits in ECAT catalyst particles as well as a
correlation between its nature and 3-D location. We show that
the (electron) dense surface coke blocks a significant fraction of
the macro-pores in the surface of the catalyst body hence
severely limiting accessibility of the catalyst. A completely new
observation from this study is that most (less electron dense)
non-surface coke was found in the macro-pore space of the
catalyst and it is interesting to note that the radial analysis of
the coke distribution showed that higher amounts of coke are
present in the core of the catalyst particle than in a region
within ~1-10 pm from the surface.

This suggests that coke accumulates during multiple FCC
cycles due to incomplete coke removal during regeneration
caused by a limited average residence time in the regenerator
unit (which is typically at the order of minutes).*" During the
time spent in this unit only coke in the regions close to the
surface seems to be released —-a process that is also influenced
by the reduced mass transport ability of an aged FCC catalyst.
This shows how the previously reported irreversible reduction
in catalyst accessibility caused by metal poisoning has even
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more severe effects than previously assumed when investigat-
ing completely calcined FCC catalyst particles,®839°0265759
because incomplete coke removal leads to additionally reduced
catalyst accessibility. We further show that Fe and metal-free
areas show significantly lower activity for the formation of non-
surface coke than the La (zeolite) and Ni domains, providing
proof for the suggested higher dehydrogenation activity of
nickel.5**

These new insights lead to a further revision of our
understanding of FCC catalyst ageing: while metal poisoning
generally causes reduced porosity in the near surface regions of
the catalyst, deposited Ni specifically increases coke formation.
Incomplete coke removal during regeneration of the catalyst
leads to accumulation of coke in the core of the particle
blocking pores there. From the above it becomes clear that
with the presented approach we have added a tool to the
catalyst characterization toolbox that paves new ways for a
more complete investigation of heterogeneous catalysts in its
ability to visualize in 3-D both organic and inorganic phases in
catalyst bodies of tens of microns at sub-200 nm 3-D resolution.
In other words, the reported findings are not limited to FCC
catalyst particles but can be used in a wide variety of catalytic
reactions and systems.

Experimental Section

X-ray holotomography. The individual catalyst particle was exam-
ined using the X-ray holotomography setup GINIX (Gottingen
Instrument for Nano-Imaging with X-Rays) installed at the P10
beamline at the PETRA Ill storage ring, DESY, Hamburg, Germany.*”!
In order to account for missing information on specific spatial
frequencies due to the zero crossings of the contrast transfer
function,®®? describing the image formation for homogenous,
weakly absorbing objects with a slowly varying phase, projections
were acquired at four different source-to-sample distances. The
total time needed for sample mounting and holotomography was
approximately 4 h. The sample was roughly positioned in the X-ray
beam using an optical microscope with a comparably large field of
view, which was aligned with respect to the beam path. Fine
adjustments of the sample position with respect to the center of
rotation and the ultimate field of view were performed using the X-
ray microscope. The experiments were carried out at an X-ray
energy of 13.8 keV, which was achieved using a channel-cut
monochromator. The X-ray beam was focused by a set of
Kirkpatrick-Baez (KB) mirrors, leading to a focus size of approx-
imately 300x300 nm? In order to reduce high-frequency artifacts
caused by inhomogeneities on the mirror surface, as well as
increase the coherence of the X-ray beam and reduce the focal
spot size, a waveguide was placed in the focal plane of the KB
mirrors.*® The waveguide was formed by two crossed planar Mo/C/
Mo thin films lamellae, each with 80 nm guiding layer. Approx-
imately 5 m behind the sample, a scintillator-based fiber-coupled
sCMOS detector with Gadox as scintillation material and a pixel size
of 6.5 um was placed (Photonic Science). Due to the divergent
beam geometry, the setup comprises a large geometric magnifica-
tion, leading to an effective pixel size of 64 nm in the sample plane.
The individual coked catalyst particle was mounted on top of a
graphite pin. The sample was placed at the four different source-to-
sample distances and 1000 projection angles covering an angular
range of 180° were recorded. Prior to phase retrieval with a CTF-
based approach,®® all projections were scaled to the same pixel
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size and aligned to each other in Fourier space.*” Tomographic
reconstruction was carried out with the Matlab implementation of
the filtered backprojection using a standard Ram-Lak filter. The
resulting 3-D representation of the sample’s electron density
distribution was converted to 16-bit integer format and further
processed by applying an anisotropic diffusion filter® and water-
shed segmentation® to determine pore and solid space. For image
presentation, we used inverted grayscale colormap, i.e., the low
electron density values appear as white pixels (voxels) and the high
electron density values appear as black pixels (voxels).

Differential contrast holotomography. The subtraction of the
electron density values of each voxel of the data set (the smallest
volume unit in a 3-D data set) recorded before and after calcination
shows regions where the electron density changed, i.e, the
locations, where carbon was located before the calcination. Differ-
ential contrast holotomography is sensitive to any misalignment of
the two subtracted data sets and also to differences in the achieved
3-D resolution. To ensure that the detected change in electron
density was not due to artifacts caused by these effects the
effective 3-D resolution of both data sets was estimated using
Fourier ring correlation®” (FRC; see Supporting Section S11 for
further details) and found to be 179 nm and 189 nm for the non-
calcined and calcined particle, respectively. Because the difference
in the achieved 3-D resolution (10 nm) was found to be more than
six times smaller than the used voxel size (64 nm) we conclude that
any effect of differences in 3-D resolution is negligible. These values
furthermore confirm the high reproducibility of the X-ray holoto-
mography method. The second possible effect preventing a precise
localization of coke deposits is a misalignment of the two data sets
before subtraction. In order to achieve the best possible alignment
of the two data sets a post-measurement image registration was
performed, which was also necessary because the catalyst particle
had to be mounted again on the pin manually in a light microscope
after calcination and it is impossible to mount it in the exact same
position as for the first measurement (before calcination). A careful
two-step data alignment procedure was developed where in the
first step a rough registration was performed using the total particle
volumes (TPVs) of the two data sets. During the second step a fine
alignment was carried out using the grayscale volume images of
the recorded electron density refining the initial registration. More
details about the registration procedure can be found in the
Supporting Section S12. Since the result of volume subtraction is
extremely sensitive to the registration procedure, we have calcu-
lated the precision of the registration using a scale-invariant feature
transform™ procedure (SIFT; see Supporting Section S13 for further
details). The SIFT method determined local features of the sample’s
2-D electron density distribution sampled in 9 virtual slices over the
3 principal axes through the aligned data sets. The obtained mean
square displacement values were homogeneously distributed in
space and had a mean value of 1.33 pixels. The histogram of the
mean square displacement values is reported in Figure S14a, which
shows that almost all displacement values are smaller or equal than
3.45 voxels - taking this as a very conservative estimate for
registration and feature determination uncertainty we obtain
220.8 nm, implying almost perfect registration with an uncertainty
close (i.e. within one voxel) to the limit set by the spatial resolution
of the data set (189 nm or 2.95 voxels).

As discussed in previous work®® the subtraction of the registered
volume images leads to a volume image containing both positive
and negative values. The negative values contain a contribution of
noise and can be used to assess the noise level. The positive values
contain contributions from noise and carbon deposits. To distin-
guish the carbon contribution from noise, we applied a statistical
treatment supposing a Gaussian signal for noise that allowed
determining an electron density threshold to identify carbon
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deposits (see Supporting Section S6). The identified amount of
carbon deposits in the catalyst particle were expressed in weight
percentage using the known mean density of FCC particles,*®
2.957 g/cm?, and graphite, 2.100 g/cm>. The total amount of coke,
2.37 vol.% (1.68 wt.% assuming the sensity of graphite), was close
to the value 1.75 wt.% previously reported for a commercial ECAT
catalyst with high carbon content," confirming the validity of the
developed thresholding approach.

Single Particle Metrics And Porosity Profiles. Single catalyst
particle studies have to rely on the fact that the sample under study
is a representative example of the catalyst. We therefore deter-
mined a set of single particle metrics to establish that a typical
aged FCC catalyst particle was studied (see Supporting Table S4
and S5). A comparison of these morphological parameters
determined from the data recorded before and after calcination
further confirms that almost no morphological changes other than
changes in the accessible pore volume took place during calcina-
tion. The only change observed was that the total particle volume
(TPV), which is defined as the volume of the particle including the
pore space, decreased by a very small amount (2655 voxels or
0.0072%) after calcination. The TPV includes the pore space and is
therefore not sensitive to changes in pore space, hence this change
was expected as it indicates that matter that absorbed X-rays
before calcination was removed from the surface of the particle
during coke removal. The fact that this change is so small indicates
that only very little coke is actually deposited on the surface of the
catalyst. When inspecting the 3-D distribution of coke deposits it
further becomes clear that this effect is not likely caused by the
noise level in the data, because the removed voxels are not
randomly distributed over the whole particle surface (as one would
expect if the removal was due to noise in the data) but clustered in
patches filling dips and dents in the catalyst particle surface. This
observation is confirmed by the significant increase of total particle
surface area (defined as the surface of the particle not considering
the pores) indicating a rougher surface after calcination, which is
further supported by the roundness and sphericity parameters. The
latter is a metric characterizing the particle’s similarity to a perfect
sphere (for which the roundness and sphericity parameters become
one). The value before calcination confirms a smooth particle
surface, which becomes rough after calcination - this again
suggests that (patches of) coke deposits on the surface fill dips and
dents in the catalyst’s surface, which is in excellent agreement with
earlier observations of a nodulated surface of aged (calcined) FCC
catalyst particles.?339%5-575

With respect to the observed porosity changes taking place due to
calcination we observed a significant increase in macro-porosity
and macro-pore surface area after the calcination step (Figure 3
and Supporting Table S4), which indicates that matter was removed
also from the pores of the catalyst particle. Note that the measured
porosity here inherently considered the previously reported metals
contribution to pore space reduction®°°*%*"! since the primary
beam energy was above the metal’s absorption edge. The mean
pore diameter indicates narrower pores in the non-calcined particle,
while the total number of segments designates a larger network,
implying better interconnectivity of the pore space for the calcined
particle. These changes support the idea that carbon deposits
actually narrow (and also close) macro-pores. The parameters
‘mean shortest path length’ and ‘mean shortest path tortuosity’ are
calculated as the average length and average tortuosity of the
shortest path connecting every node of the pore network with the
surface of the particle. This is a measure for a changing accessibility
before and after calcination as it assesses a shortening or
prolongation of the shortest diffusion path (i.e, a change in its
tortuosity) from the surface to a node and vice-versa. Related to
this but focused on pore clogging at the surface is the number of
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surface access nodes that clearly shows how surface coke deposits
significantly reduce the number of open macro-pores in the surface
that provide access to the internal pore space of the catalyst.

To confirm the statistical significance of these single particle metrics
and the evaluated porosity, we calculated these quantities also for
another catalyst particle imaged at lower spatial resolution. Albeit
recorded at lower resolution also for this different catalyst particle
taken from the same sample batch all single particle metrics, as
well as the porosity show the same trends in increased porosity
and rougher particle surface after coke removal (see Supporting
Section S14 and Table S4).

Pore Network Models. Pore networks were generated from X-ray
holotomography data for both the calcined and non-calcined
sample. Each network consisted of a set of geometrical spatial
graphs containing nodes (branching points) and segments (set of
points connecting the nodes) with corresponding pore diameters
for each node and segment point. A graph is a set of connected
points, while two graphs, although in the same network, are not
connected. To compare the two pore networks before and after the
calcination step, we have used the registered datasets and identical
parameters for pore network generation (see Supporting Section S8
for more details). When comparing the pore-network before and
after calcination the decrease in the number of sub-graphs reported
in Figure 3c shows that macro-pore interconnectivity increased in
the calcined particle. For both the calcined and non-calcined
particle the majority of the small sub-graphs are located close to
the surface, again in agreement with earlier work and in line with
the observation of a lower macro-porosity in the surface of the
particle, which causes lower pore interconnectivity there.83%

Coke Cluster Analysis. To statistically evaluate coke deposits for
the whole catalyst particle we have identified coke clusters in 3-D
defined as a set of connected voxels containing coke and using a 6-
connected neighborhood rule. In this step statistically insignificant
clusters consisting of only 30 voxels or less have been treated as
noise and removed. These small clusters contained only 0.27% of
all voxels identified as coke. Then we analyzed the correlation
between the size of the coke clusters and their Euclidian distance
to the particle surface (Figure S8), which was calculated as the
average value of all Euclidian distances of all voxels in the cluster.
Note that we do not detect a continuous large coke layer covering
the whole surface of the particle as might be expected from the
optical microscopy image showing a completely black particle
before calcination (Figure 1). The reason is that a layer that is
significantly thinner than the resolution of our method cannot be
detected.

The electron density values of surface and non-surface coke that
are reported as probability density functions for both types of coke
in Figure S9b show a clear shift towards surface clusters with higher
electron density, i.e. carbon deposits on the surface of the particle
have higher electron density. We conclude that the shift is caused
by the different nature of carbon deposits in FCC catalysts: aliphatic
and aromatic coke.'"? As discussed above it was suggested that
during the FCC process aliphatic coke, which is created by the
cracking reaction, is mainly deposited in the inner part of the
catalyst particle, while aromatic coke, which has more electrons
constituting the aromatic character and mainly originates from the
feedstock stream, is preferentially deposited on the outer surface of
the catalyst particle. The aromatic-aliphatic distribution we observe
here therefore fully supports these previous findings."” These
results further evidence the high sensitivity of the X-ray holotomog-
raphy approach to assess subtle differences in electron density of
carbonaceous species, which is in this case crucial to distinguish
these two different types of carbon deposits. Here we want to point
out that the probability density functions of the electron density
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displayed in Figure 5d show significantly overlapping values,
indicating that both surface and non-surface coke consist of a mix
of more and less dense coke, and does not imply the identification
of specific molecular structures of hydrocarbon deposits. The
histograms are further artificially broadened as an effect of the
limited resolution of the technique: voxels that are not completely
filled with coke, but only with a layer of coke that is thinner than
the voxel size will appear as a voxel of lower coke electron density.
However, because all coke clusters, including those on the surface,
are generally thicker than one voxel (small insignificant coke
clusters have been removed), the spatial probability distribution of
not completely filled voxels is independent of their position in the
inspected volume, i.e. we do not expect more or less not
completely filled voxels in the surface or in the non-surface clusters.
This is confirmed by the fact that the two probability density
functions of the electron density have a very similar width: the
effect of not completely filled voxels only broadens the probability
density functions but does not affect their shift, i.e. the shift
between the average electron density values of surface and non-
surface coke species.

X-ray fluorescence tomography. To determine correlative 3-D
distributions of the poisonous metals, such as iron and nickel, as
well as lanthanum, which acts as a marker for the embedded rare-
earth exchanged ultra-stable Y zeolites (RE-USY),*" the catalyst
particle was mapped using X-ray fluorescence (XRF) tomography. X-
ray fluorescence tomography was performed at the P06 beamline,
PETRA Il using a primary photon energy of 15 keV and was focused
to a 200 nmx200 nm beam size by means of KB mirrors. A
200 nmx200 nm raster scan step size was used resulting in a
corresponding pixel size of 200 nmx200 nm for each projection
image. The sample was placed in the focal spot and raster scanned
generating a point-by-point image. The X-ray fluorescence signal
was detected using a 384-element Maia detector array.” We have
used the same sample analyzed by X-ray holotomography placed
on the same graphite pin. XRF tomography was accomplished by
applying 120 projection angles covering 360°. This imaging strategy
was successfully tested by our group®" to minimize possible self-
absorption effect in the ECAT FCC particle. The total time needed
for sample mounting and tomography was 16 h. The collected XRF
signal was processed using the GeoPIXE"” software to fit the
summed spectra and then to de-convolute each single pixel XRF
spectrum in order to evaluate the relative concentration of the
individual metals in 3-D. The resulting individual element specific
XRF projection images were aligned and reconstructed using the
iterative Algebraic Reconstruction Technique (i-ART) available with-
in the TXM-Wizard software package.”” The XRF resolution of 540+
180 nm was estimated based on edge line profiles; the method
described in Section S11. Finally, the Avizo Fire software was used
for image registration (alignment) of the reconstructed X-ray
holotomography and XRF volume data, and 3-D image visual-
ization. Note that although the XRF tomography and Holotomog-
raphy resolution differ, we still can perform a proper spatial
correlation as we thoroughly discussed in Supplementary informa-
tion of the reference®™ To identify and segment metal-rich
domains within the catalyst particle the 3-D concentration distribu-
tion of Fe and Ni were thresholded by a value determined from the
respective histograms of Fe and Ni single voxel concentrations. For
La domain segmentation a different approach was used as La is
only present in the zeolite domains and also because their average
2-D size is known from previous work on FCC catalyst particle cross-
sections.”" Therefore a 3-step segmentation was performed: (i) first
a histogram-based thresholding was performed as before for Fe
and Ni; next (ii) the local maxima of the La concentration were used
as initial markers for separation of individual zeolite domains using
(iii) a marker-based watershed segmentation utilizing the distance
map calculated from the thresholded data in step (i). Then the
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parameters used in steps (i-iii) were tuned to achieve the best
agreement with literature reporting 2-D sizes between 0.52 um?
and 0.55 um? for two different equilibrium catalyst (E-cat) particle
cross-sections. In this way the final optimal domain size used for
segmentation was found as 0.4938 um’.
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