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Bridging the gap between industry and synchrotron:
an operando study at 30 bar over 300 h during
Fischer-Tropsch synthesis

We design new infrastructure for operando high-pressure
synchrotron experiments. High structural stability of a
Fischer-Tropsch catalyst was found during a long-term study
under industrial conditions while producing synthetic fuels.
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In order to reduce CO, emissions, it is necessary to substitute fossil fuels with renewable energy using CO,
as a carbon feedstock. An attractive route for synthetic fuel production is the Fe- or Co-catalysed Fischer-
Tropsch process. A profound knowledge of the catalyst deactivation phenomena under industrial
conditions is crucial for the process optimisation. In this study, we followed the structural changes of a
Co-Ni-Re/y-AlL,O3 catalyst for >300 hours at 30 bar and 250 °C during the Fischer-Tropsch synthesis
operando at a synchrotron radiation facility. The advanced setup built for operando X-ray diffraction and
X-ray absorption spectroscopy allows simultaneous and robust monitoring of the catalytic activity even
over 300 h time on stream. We found three activity regimes for the Co-Ni-Re/y-Al,O3 catalyst during 310
h of operation. Fast decline in activity was observed during the initiation phase in the first hours of
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operation due to liquid film formation (mass transport limitations). Furthermore, solid state reactions and
carbon depositions were found while continuing the exposure of the catalyst to harsh temperature
conditions of 250 °C. By using this advanced setup, we bridged the gap between industrially oriented
catalysts and fundamental studies at synchrotron radiation facilities, opening up new possibilities for
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Introduction

In recent years, climate change and global energy demands
led to a distinct increase in the research on efficient
renewable energy storage aiming at a CO, neutral approach.
The use of CO, would, furthermore, provide renewable
feedstocks for industry or long-distance transport in the
course of electrification and abandonment of fossil fuel
resources. Promising “Power-to-X" storage technologies for
renewable energy are the methanation of CO, using advanced
catalysts”® and the Fischer-Tropsch synthesis” ' (FTS), e.g.
coupled with CO,/H,O co-electrolysis.’> The low-temperature
Fischer-Tropsch synthesis (LT-FTS) is operated at 200-240 °C
and at elevated pressure of 10 to 30 bar.*™® Various
hydrocarbons of different chain length can be synthesised
from synthesis gas (“syngas”: H, and CO). An overview on the
involved reaction pathways is given in eqn (1)-(4).
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operando characterisation of industrial processes that rely on conditions of up to 450 °C and 50 bar.

Alkenes: nCO + 2nH, — C,H,,, + nH,O (1)
Alkanes: nCO + (2n + 1) Hy, — C,Hy,4, + nH,0 (2)
Methane: CO + 3H, — CH, + H,O (3)

Alcohols: nCO + 2nH, — C,H,,+1OH + (n - 1) H,O (4)

FTS can be understood as a polymerisation reaction in
which the probability of desorption of hydrocarbon chains
and of chain propagation is influencing the product
distribution. At optimised operation conditions for certain
chain growth probabilities, the largest product fraction
provides similar properties as fossil fuels. The FTS products
can, therefore, be used as a heteroatom- and aromatics-free
fuel substitute, not only in cars or trucks but also in ships
and planes where batteries are not applicable. Typical
catalysts for the FTS are based on Ru, Co, Ni and Fe or
combinations thereof."*'® Co- and Fe-based catalysts are
the main catalysts used in industrial processes. Elemental
Co is the active surface species for FTS aiming at higher
average product chain lengths.'”'® Re can be added as
structural promotor to enhance the cobalt dispersion and
catalytic activity."®>* The addition of Ni as second
promotor can further enhance the catalytic activity and
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attrition stability of the catalyst.>> The overall syngas
conversion can be increased by finely dispersing the active
components on supports with a high specific surface area,
such as y-AlL,O;.'**3

Although the FTS is a well-known and widely used
catalytic process, the structural changes of the catalysts and
their impact on the activity and selectivity under industrial
reaction conditions have not been sufficiently characterised
and are still under discussion.”*’ During FTS e.g. carbides
or oxides can be formed resulting in a declined catalytic
activity.>>*® For the rational design of a future generation of
FTS catalysts it is crucial to unravel the surface and bulk
chemistry of well-established systems and to correlate it to
their catalytic activity. In this respect, advanced synchrotron
radiation-based methods like operando X-ray absorption
spectroscopy (XAS) and X-ray diffraction (XRD) can be used to
evaluate the chemical state and atomic arrangement of the
active species.”®**' As catalysts are highly dynamic
systems®® and their structure can distinctly change due to
external stimuli, studies under conditions (ie. pressure,
temperature and space velocity) close to industrial ones are
preferred. Hence, an optimal operando reactor cell for the
industrially relevant study of HT- and LT-FTS catalysts should
be able to operate at temperatures up to 400 °C, at a pressure
of up to 30 bar and should provide good heat and mass
transfer properties.*® The catalyst loading in the cell must be
sufficient to apply space velocities in a realistic range and to
produce analysable amounts of liquid products at the given
conversions. However, in synchrotron radiation experiments
reported so far on Co-based FTS catalysts (Table 1), several
drawbacks related to the in situ cell design were found, e.g.
pressure limitations of 18-20 bar,>*?73%338 Jow catalyst
mass®®** and time-on-stream (TOS),>%>73034738
insufficient product formation for analysis.
Furthermore, it has to be considered that in the most
commonly used quartz p-capillary reactors (200-500 pm
diameter, see Table 1), a pronounced inhomogeneity of
temperature distribution may occur due to the local heating
by a hot air gas blower.*>*!

In this study, we aimed at bridging the gap between
reaction engineering (long TOS, commercial catalyst sample,
realistic reaction conditions) and fundamental XAS studies

as well as
26,27,30,34-38
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(mobile high-pressure operando infrastructure) by performing
for the first time an operando spectroscopic study over more
than 300 h of FTS on a Co-based catalyst at 250 °C and 30
bar with real product analysis to determine activity and
selectivity simultaneously. For this purpose, an advanced
setup was designed for the application of industrially relevant
FTS at synchrotron radiation facilities. This setup includes a
high-pressure gas dosing system, an operando cell for
combined XAS and XRD analysis, as well as online product
analysis units (mass spectrometer (MS) and p-gas
chromatograph (u-GC)) (Fig. 1). The specially designed
reactor cell was used to monitor the structural changes at the
Co K-edge and catalytic activity of a commercial Co-Ni-Re/y-
AlLO; (ref. 7 and 33) catalyst at 250 °C and 30 bar over 300 h
at the CAT-ACT beamline*? at the KIT light source (Karlsruhe,
Germany). After 310 h long-term FTS, the catalyst was further
characterised by conventional XRD, Raman spectroscopy, and
thermogravimetry. The setup presented here opens unique
possibilities for X-ray based operando characterisation of
catalysts at synchrotron radiation sources under realistic
reaction conditions, not only for the FTS, but for a wider
range of industrially relevant reactions that are operated at
elevated pressure and temperature.

Experimental
High-pressure setup for operando XAS & XRD

The entire mobile setup (Fig. 1) is designed in a way that it
fits completely in a dedicated fume-hood installed inside the
experimental hutch (Fig. S1 in the ESIf). The gas composition
was adjusted via 5 mass flow controllers (Bronkhorst,
Germany) calibrated using a DryCal flow calibrator (Mesa
Labs, Germany). The pressure was regulated by two pressure
regulators (Schuster Creative Systems; N802 motors by
GULEX, Germany) controlled by two process controllers (PMA
KS 90-1). All inlet and outlet lines of the reactor cell were
heated (190 °C) up to the hot (120 °C) and cold (5 °C)
separator using heating cords and insulation (HORST,
Germany). The cold trap was cooled by a cryostat (F250 by
Julabo, Germany). The high-pressure liquid phase separators
were designed and constructed in our lab using Swagelok

Table 1 Comparison of the conditions and product analysis for a microstructured reactor (italic) for decentralised Power-to-X applications to our
operando XAS studies (bold) and previous in situ XAS experiments on Co-based catalysts during FTS

Pressure  Temperature  TOS Total catalyst mass (reactor type)  Quantitative gas/liquid analysis
Catalyst [bar] [eC] [h] [mg] (GQ) Ref.
Co-Re-Ni/Al,O;  20-30 215-240 25-270 1800 (microstructured reactor) Yes/yes 32,33
Co-Re-Ni/Al,O; 30 250 300 83 (newly designed cell) Yes/yes Current study
Co-Re/Al,O3 18 210 6 - (p-capillary) No/no 30
Co-Re/Al, 03 18 220 32 ~8 (u-capillary) No/no 26
Co-Re/AlLO; 18 220 24 - (p-capillary) No/no 27
Co-Pt/Al,0; 20 220 2.5 5-10 (p-capillary) Yes/no 34
Co/CNT 15 220 10 - (p-capillary) No/no 35
Co-Pt/Al,0; 20 220 8.5 - (u-capillary) Yes/no 36
Co(-Re)/Al,05 1 210 6 - (in situ cell) No/no 37
Co/Al,O5 18 250-280 12 - (in situ cell) No/no 38
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Fig. 1 Scheme of the experimental setup for the long-term high-pressure FTS experiments at the CAT-ACT beamline (KIT light source).

parts and enable online sampling of the liquid phases
without inducing a pressure drop in the whole system.

A novel high-pressure cell for simultaneous XAS and XRD
measurements was designed and constructed of stainless-
steel with large solid angle openings (schematics, c¢f Fig. 2,
details in the ESIf). Notably, up to 85 mg of catalyst with a
sieve fraction of 100-200 um can be loaded into the reactor
cell. The upper and bottom sides of the catalyst bed are fixed
with 1.5 mm thick PF-60 Be foils (Materion, USA) sealed with
graphite foils. The X-ray beam can pass through a 10 mm x 2
mm slit cut on the “outer” part of the cell, probe the catalyst
bed and exit on the opposite side. The position of the slit
enables spatially resolved measurements (e.g. inlet, middle,
outlet). The reactive gases are passed through the cell via a
distributive inlet and outlet to assure a homogeneous gas
distribution in the catalyst bed. The gas flow direction is top
down to assist the transport of the liquid products which is
important for long term stability. The cell is heated by two
160 W heating cartridges (HORST, Germany). The
temperature is controlled by a HT MC11 temperature
regulator (HORST, Germany) and measured by a NiCr/Ni
(type K) thermocouple mounted close to the reactor bed
inside the stainless-steel body.

lFeed in

Catalyst Bed

Feed out l
Feed in
Heating Cartridges Thermocouple

Fig. 2 Scheme of the high-pressure cell for combined X-ray
absorption spectroscopy and -diffraction at temperatures up to 450 °C
and up to 50 bar pressure and the total FTS wax-phase products
obtained during 310 h operation.

This journal is © The Royal Society of Chemistry 2020

For safety reasons, the cell was mounted in a surrounding
box made of aluminium and equipped with polyimide
windows and continuously flushed with N,. Particle filters
were installed at the gas in- and outlet to prevent Be
contamination in the event of bursting. Note, that this
experiment includes the use of relatively high pressure which
requires equipment with the appropriate pressure rating and
operation by experienced personal.

Product analysis

The gas phase was analysed on-line at atmospheric pressure
after liquid-phase separation using a ThermoStar™ GSD 320
T1 mass spectrometer (Pfeiffer Vacuum, Germany) equipped
with a C-SEM/Faraday detector and an Agilent 490 micro gas
chromatograph (u-GC; channel 1: 10 m PoraPLOT Q, 0.25
mm diameter, carrier gas He; channel 2: 10 m mole sieve
column with 5 A, 0.25 mm diameter, carrier gas Ar). Prior to
the experiments, the u-GC was calibrated for the gases in
Table S1 in the ESL}

CO conversion and selectivity to CH, were calculated
using N, (dosed after the pressure valve) as internal
standard:

COout*Ny,i
Conversion: X(CO) = (1 - M) x100%  (5)
Nz, out* COin
. Y(CH
Selectivity: S(CH,) = Y(CHy) x100% (6)
X(CO)

The liquid-phase product samples were taken from the
respective traps during the reaction. A previously developed
liquid products (Cs_,5) analysis”** was implemented by using
an offline Agilent 7820A GC equipped with a DB-2887 column
and a flame ionization detector (FID).

Operando X-ray absorption and diffraction at the synchrotron

The 310 h LT-FTS studies were performed at the CAT-ACT
beamline®” at the Karlsruhe light source. CAT-ACT provides a
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unique infrastructure for such operando studies. The safety-
box including the operando cell was mounted on a HexaPod
motion controller for sample positioning. The beam was cut
to 0.5 mm x 0.5 mm and adjusted to the middle of the
catalyst bed. The wavelength of the X-rays was selected by a
Si (111) double crystal monochromator (DCM) and slightly
detuned to improve the stability of the beam intensity and to
suppress distracting glitches from the DCM.

The intensities of the incoming and transmitted
monochromatic X-rays were measured with nominally high
energy ionization chambers (Ohyo Koken Kogyo Co. Ltd.,
Japan, N, filling, 1 bar, 800 mV) before and after the cell. XAS
spectra were recorded at the Co K-edge edge (7709 eV).
Energy calibration was made on a Co metal foil by assigning
the energy of the absorption edge to the tabulated value. One
X-ray absorption near edge structure (XANES) scan took
around 3.5 minutes, and an extended X-ray absorption fine
structure (EXAFS) scan around 30 minutes. The XAS data was
analysed using the IFEFFIT/Demeter package®® (version
0.9.25). Absorption data of Co;0,, CoO and Co(OH), pellets
were recorded as references. A Co,C reference was made in
situ by carburisation (exposure) of the catalyst in pure CO
(ref. 45 and 46) at 250 °C and 30 bar after the long-term
experiments.

XRD measurements were performed using a fixed
wavelength of 1.08 A (11.5 keV). The diffraction patterns were
recorded on a circular orbit around the high-pressure cell
with a MediPix detector.”” One XRD measurement took about
10 minutes. The data was calibrated to the NIST LaBsg
standard.

Materials and activation in hydrogen

For the experiments under LT-FTS conditions, a commercial
Co-Ni-Re/y-Al,O; catalyst (Ni and Re as promotors; Re
content <0.5 wt%) with a total metal loading of about 26
wt% was used as received (20 wt% nominal load). The
catalyst was diluted 1:4 with y-Al,O; to ensure optimal
absorption for the XAS experiments. The diluted catalyst was
further granulated to a sieve fraction of 100-200 pm to
prevent any blocking or pressure drops along the catalyst
bed. The Co-Ni-Re/y-Al,O; catalyst was activated by reduction
in hydrogen (see next section).

Fischer-Tropsch long-term studies

The amount of diluted catalyst filled in the cell was 83.8 mg.
Prior to the experiments the catalyst was activated in 15 ml
min™ pure H, for 5 h at ~350 °C (1 K min™") and
atmospheric pressure. Before recording EXAFS and XRD the
catalyst was cooled down to 50 °C.

The operando cell was heated in pure H, to 140 °C and the
pressure was increased to 30 bar. Afterwards, the gas feed
was switched to the reaction mixture consisting of 10 ml
min™' H, and 5 ml min™" CO. After reaching a steady state,
the cell was heated to ~250 °C with a ramp of 5 K min™' to
initiate the Fischer-Tropsch reaction. We chose to perform

1074 | React. Chem. Eng., 2020, 5, 1071-1082
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the LT-FTS at 250 °C in order to promote deactivation.
Structural changes were monitored directly upon changing to
FTS conditions by XANES (continuously) as well as EXAFS
and XRD (every 2 h). The reaction products were analysed
simultaneously via the on-line p-GC (cont.), offline-GC
(~every 12 h) and MS (cont.) for the first 60 h time on stream
(TOS). The X-ray beam was interrupted for 250 h while the
reaction was still continuously followed by p-GC, offline-GC
and MS.

After the steady state experiment transient conditions were
applied: the H,:CO ratio was varied from 2.4 to 1.0.
Furthermore, hydrogen was removed from the feed, with and
without small amounts of O,. Subsequently, the catalyst was
reduced, and LT-FTS conditions were applied. No major
influence of these transient experiments on the catalytic
performance was found compared to the state after the long-
term study (~3% less Xco). Hence, possible changes that
occurred during the long-term experiment were still present.
Therefore, the Co-Ni-Re/y-Al,O; catalyst was investigated ex
situ via XRD and Raman spectroscopy. Additionally,
thermogravimetric measurements combined with mass
spectrometry (TG-MS) were performed. Details are given in
the ESLf

Results and discussion

Structural studies during catalyst activation and operando
characterisation in its initial state during FTS

In order to monitor the activation process of the fresh Co-
Ni-Re/y-Al,O; catalyst, the reduction in hydrogen was
followed by in situ XANES as function of temperature
(Fig. 3a). The reduction from Co;0, to CoO was observed
starting from 260 + 10 °C. The reduction from CoO to Co°
occurred above 340 + 10 °C and was completed at about 450
+ 10 °C.

Fig. 3b displays the Co K-edge XANES region before and
after the activation. Linear combination analysis (LCA) of the
Co K-edge XANES region was realised using Co;0,4, CoO and
a Co-foil as standards (¢f Fig. 3b). The LCA demonstrated
that the catalyst was in a nearly completely oxidised state (91
+ 0.5 mol% of Co(u, m)-species) before the activation in H,.
The shape of the Co K-edge XANES spectrum of the catalyst
after the activation resembled almost that of the Co-foil
(about 94 mol% Co°, rest CoO according to LCA). The slightly
different shapes of the reduced Co-K edge compared to the
Co foil reference might be due to the different Co
morphologies of these samples.

This is also observed in the Fourier transformed extended
X-ray absorption spectra (EXAFS) in Fig. 3c, which can be
used to derive the changes in the interatomic distances (AR),
as well as coordination numbers (CN). The first shell fit of
the Co-Co backscattering peak at about 2.2 A resulted in a
coordination number of 9.1 + 0.6 which was lower compared
to the Co reference foil with a coordination number of 12.
The decreased coordination number might be due to the
presence of Co nanoparticles or remaining CoO resulting in a

This journal is © The Royal Society of Chemistry 2020
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(a) Co K-edge XANES spectra during H>-TPR (5 vol% H in He) in a capillary reactor. (b) Co K-edge XANES spectra before and after the H,-

TPR (H,, 5 h, 380 °C SP) in the operando cell. (c) k?-Weighted Fourier transformed EXAFS of the Co K-edge spectra, (d) in situ XRD compared to
the ex situ laboratory XRD of the Co-Ni-Re/y-Al,Os catalyst. Before (grey) and after (green) the H,-TPR, Co reference foil (black dotted), CosO4

(blue) and CoO (orange) reference pellet.

lower coordination of the cobalt atoms compared to a pure
Co metal foil. The activation of the catalyst was followed
simultaneously by XRD using synchrotron radiation and
compared to a conventional laboratory XRD (Cu K,) in
Fig. 3d. The whole recorded range is given in Fig. S2 in ESL}
All reflections could be assigned to the y-Al,O3 support ((311)
at d = 2.28, 2.41) and to Co;0, ((311) at d = 2.43 A and (200)
atd = 2.86 A). After the reduction, the reflections for Co;0, at
d =2.43 A and d = 2.86 A disappeared and no Co reflection at
d = 2.18 A appeared, supporting the formation of the active
Co° species, which are nano-crystalline or amorphous Co
particles (no detectable reflections in the XRD).

Fig. 4 provides the catalytic data during operation on the
conversion and the C-balance, the Cs. selectivity, which
includes possible carbon deposition as it has been calculated
from the C-balance, and the liquid product selectivity,
respectively. Overall, during 310 h TOS, we observed 3 activity
regimes. The highest activity and Cs. selectivity were
observed directly after reaching the reaction temperature of
250 °C (50 vol% CO/H,, 30 bar). In the first 8 h TOS, where

This journal is © The Royal Society of Chemistry 2020

the catalyst typically equilibrates, a fast drop from ~90% to
66% in CO conversion was observed. At this early stage of
reaction, the catalyst gave the highest CO conversion, but no
liquid products were found in the condensers due to liquid
product deposition on the catalyst bed and on the piping in
the first ~70 h (Fig. 4c). To our knowledge this is the first
time that such extensive on-line analysis of FT-products
during a synchrotron experiment has been conducted.

It is important to closely observe the catalyst in this active
state separately, since it is often referred to as a
“conditioning phase”.”® Selected Co K-edge XANES, EXAFS of
the reduced catalyst after activation and during reaction are
shown in Fig. 5. Some further spectra are given in Fig. S3 in
the ESLf

In the XANES spectra, we did not observe any changes of
the catalyst after 2 h TOS (dark blue line) compared to the
freshly reduced catalyst (green dotted line). In addition, the
EXAFS spectra also did not give any indication of cobalt-
oxygen backscattering at around 1.4 A. In previous studies on
Al,O; supported Co-based model catalysts, the formation of

React. Chem. Eng., 2020, 5,1071-1082 | 1075
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CoAl,0, was observed during the FTS by an increase in the
peak at 7717 eV in the first derivative of the XANES spectra
that is displayed in Fig. 6b.>**” Thus, we do not observe any
formation of CoAl,0, during the first hours of FTS.

Analysis of the Fourier transformed Co K-edge EXAFS
spectra (Fig. 5b) revealed that the coordination number was
only slightly decreased from 9.1 + 0.6 after the H,-TPR to 8.8
+ 0.8 after the first 2 h TOS (details see ESIt). This
demonstrates that no major particle sintering or
restructuring occurred in the active state of the Co-Ni-Re/y-
Al,O; catalyst. Thus, together with the results of the XANES
analysis, we can conclude that in this most active catalyst
state the structure is similar to the one directly after
activation.

Operando characterisation during long-term Fischer-Tropsch
studies (up to 300 h)

A second regime with a linear catalyst deactivation was
observed from 2 h up to 80 h TOS (Fig. 4a—c). After the CO
conversion dropped from 66% to about 55% in this second
time regime. Furthermore, the selectivity to Cs, products
was declined while the selectivity to CH, was increased.
Similar deactivation trends can be found in literature.”® A
slight change was observed in the XANES spectra, as seen
from the increase in the features at 7730 eV and 7742 eV
that are typical for Coz;O, (Fig. 5a). This change might
additionally be due to Co,C (carbon deposition), CoO
(oxidation) or CoAl,0, formation (solid-state reaction). In
case of Co,C formation, it is expected that the white line
intensity would increase simultaneously at 7731 eV and 7742
eV in the XANES difference spectra of the reduced and
carburised catalyst in Fig. 6b. The formation of Co,C would
be also visible as a Co-C coordination peak at about 1.1 A
and a Co-Co coordination peak shift to about 1.9 A

accompanied by an overall decrease in the peak
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intensity”™' in the Fourier transformed EXAFS data
(Fig. 5b). Such changes were not observed after 60 h TOS
(blue). Further, the formation of CoO can be excluded, since
no feature was observed at about 7730 eV in the XANES
difference spectra (blue) in Fig. 6b. However, in the first
derivative of the Co K-edge XANES spectra after 60 h TOS
(Fig. 6a, blue), we observed the formation of a peak at 7717
eV that can be assigned to the formation of CoAl,0,.>%*’
Else, no detectable restructuring and sintering was observed,
as the determined coordination number of 8.7 + 0.8 after 60
h TOS did not significantly change compared to the active
catalyst state after 2 h TOS.

In a third deactivation regime from 80 h to 310 h, the CO
conversion level was continuously flattening from 55% to
33%, as depicted in Fig. 4a. Respective selectivity levels
reached a steady state, resulting in ~70% for Cs,. and 18%
for CH, in the gas phase (Fig. 4b). Around 88% of alkanes
were detected in the liquid samples with an average carbon
chain length of 14 (Fig. 4c). In the time period from 60-310 h
TOS, we observed a slight decline in the pre-edge feature at
7714 eV accompanied by an increase at 7731 eV and 7742 eV
in the Co K-edge XANES (Fig. 6b, light blue). These changes
represent the formation of Co,C, as indicated by the
carburised reference catalyst sample. Furthermore, the
appearance of a small peak at around 1.1 A in the Fourier
transformed EXAFS spectrum (Fig. 5b) was observed at the
same position as of the carburised sample. The coordination
number of Co decreased to 8.3 + 1.2 accompanied by an
increase in the R-factor of the EXAFS fit (see ESI}). These
changes can occur when carbon penetrates into the Co
structure because it distorts the cobalt lattice and weakens
the backscattering of more distant Co atoms.’>*' Hence,
there is an indirect prove of Co-C species similar to Co,C. In
the time period from 80-310 h, no additional formation of
CoAL,O, was found, as no further increase of the peak at
7717 eV in the first derivative of the Co K-edge XANES spectra
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(a) First derivative of the XANES spectra and (b) difference spectra of the XANES regions of the reduced Co-Ni-Re/y-Al,O3 catalyst and its

state after 2 h TOS (dark blue), 60 h TOS (blue) and 310 h (light blue) in FTS. For comparison, the fresh (grey dotted line) and reduced (green
dotted line) Co-Ni-Re/y-Al,O3 catalyst, CoO (orange dotted line) and the carburized (black dotted line) sample have been added.
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(Fig. 6a) was observed in comparison to the period between
8-60 h TOS.

Analysis after the long-term FTS experiment

The catalyst was characterised after the long-term studies by
XRD to investigate whether significant changes occurred
during the experiments that could not be followed by the
applied operando methods, e.g. carbon or wax depositions.
Although the catalyst was exposed to air after it was removed
from the operando cell, no formation of crystalline oxidic
cobalt species were observed by XRD (Fig. 7a) after all
experiments. Instead, a small reflection for Co was found at d
=2.18 A. This indicates the formation of a wax phase on the
cobalt particles that protected them from reoxidation under
air. To get further details on carbonaceous species, we
performed ex situ Raman spectroscopy in the range of 1000-
1800 cm™ (Fig. 7b). Three pronounced bands were observed
in the Raman spectrum that can be attributed to the D,
(1170 em™), D; (1319 em™) and G (1603 cm™) band of
carbon. According to Sadezky et al.,>* the D, band originates
from the disordered graphitic lattice, the D; band from both
the disordered graphitic lattice and/or from the graphitic
lattice vibration mode with A, symmetry and the G band
from the ideal graphitic lattice. The absence of the D, bands
indicates that mainly poorly ordered structures of graphite
were formed.*® This was confirmed by the relatively broad
shapes of the D; and the G bands which are sensitive to the
extent of two-dimensional graphitic ordering, which might be
a hint for a large degree of interstitial disorder along the
c-axis between the in-plane direction.® In addition, the
microcrystalline planar size L, = 44(Ig/Ip), that shows a linear
relationship with the ratio of the integrated intensity of G vs.
D band, provides with L, = 3.1 nm evidence for a large
degree of disorder suggesting the presence of a very poorly
graphitised structure.>

The carbon and wax depositions were further
characterised ex situ by combined TG-MS during H,-TPR and

a) Co ALO, Co,0, Co,0,

Fresh
= After all experiments

Intensity / a.u.
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26
d/A

Fig. 7
long-term FTS experiment of the Co-Ni-Re/y-Al,O3 catalyst.
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a subsequent O,-TPO (Fig. 8). Note, that the ex situ results
might be influenced by the treatment/transport of the
catalyst after the long-term experiments, e.g. exposure to air
(¢f experimental section). Nevertheless, they give
complementary insight into our operando characterisation.
The H,-TPR (Fig. 8a) revealed the formation of two significant
methane peaks at 280 °C and 650 °C. The first peak at 280 °C
corresponds to a loss of 3% total mass and can be assigned
to the hydrogenation of atomic carbon, surface carbides and
hydrocarbons. The second peak at 650 °C with a total mass-
loss of 2% is likely caused by the hydrogenation of graphitic
carbon deposits.”> The H,O peak at about 100 °C is due to
desorption of surface H,O, while the second rise of the H,O
signal at around 475 °C is caused by the reduction of
oxidised metal species (Co or Ni). In total, around 10% of the
sample mass was lost due to hydrogenation, about 5% due to
hydrogenation of carbon species and about 5% due to water
evaporation and reduction of oxidised cobalt species.

The consecutive O,-TPO (Fig. 8b) showed one distinct CO,
peak at around 350 °C. This peak formation is due to
hydrogen-resistant carbon species, i.e. carbon that cannot be
hydrogenated. The mass loss of the catalyst due to oxidation
of the hydrogen-resistant carbon species is difficult to
quantify in this case, as the increase in mass due to re-
oxidation of the catalyst was overlapping with the mass-loss
during the oxidation of carbonaceous species. The
progressive loss in mass at temperatures above 550 °C
without a CO, signal might be due to an ongoing NiAl,O, or
CoAlL, O, formation. This would be in a good agreement with
the blue colour of the catalyst after the TPR/TPO experiment
(see ESIY).

Discussion on the origin of deactivation

During the long-term FTS experiment performed in this study
various structural changes on the catalyst can occur,>*°
resulting in the observed deactivation. The possibilities
considered in this study are schematically summarised in

b)

Intensity / a.u.

1
1200

Raman shift / cm™

(a) Ex situ XRD before (grey) and after (green) the 310 h long-term FTS experiment and (b) ex situ Raman spectroscopy after the 310 h
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Fig. 8 Ex situ TG-MS analysis of the Co-Ni-Re/y-Al,O3 catalyst after the 310 h long-term FTS experiment. (a) H,-TPR with relative sample mass
(“Mass TPH”), as well as CH4 and H,O ion currents. (b) O,-TPO with relative sample mass (“Mass TPO”), as well as CO, ion current.

Fig. 9 (a good overview is given in ref. 24). Sulphur poisoning
can be systematically excluded during our operando studies,
as we used gases of high purity. However, sulphur
poisoning might still be a critical step for industrial plants
that are using synthesis gas e.g. from biomass. Oxidation,
solid-state reactions, such as the formation of CoAl,O,,
restructuring and sintering were not observed during our
operando studies, even not in the first 2 h of operation
during the initiation phase. Hence, the industrial catalyst
provided a much better stability compared to model
catalysts typically used for operando studies at synchrotron
radiation sources.’*?”>

Hence, the strong change in the catalyst's performance
during the initiation phase in the first 8 h TOS was probably
due to changes in the mass transport limitations caused by
the formation of a liquid layer (Fig. 9), which was confirmed
by the low C-balance in the gaseous products.

In the second reaction regime from 8 h to 60 h TOS a
deactivation was observed but the changes were not as fast as
during the first 8 h. The only structural change observed by
operando XAS and XRD was traced back to the formation of
CoAl,0,4. This indicates that during this time mostly solid-
state reactions (Fig. 9) contributed to the catalyst

Solid-State Reaction  "Oxidation

Morphological
Changes Active State

Blocking of active Centers

Sulphur Poisoning

Pore filling

A Carbon Depositions

Sintering Mass transport limitations

Fig. 9 Overview on the investigated catalyst deactivation mechanisms
during Fischer-Tropsch synthesis (cf. discussion in text).

This journal is © The Royal Society of Chemistry 2020

deactivation. However, these changes not very
pronounced and can therefore not be the only reason for the
deactivation. As the rise in the product selectivity to CH, and
the decrease in the selectivity to Cs. did still not reach a
steady state, the changes in the mass-transport properties
due to liquid phase formation in the pores and developing
concentration gradients might still play a role. Hence,
formation of hydrocarbons in the pores/carbon deposition
were presumably the major reason for the observed
deactivation during the first 80 h of FTS.

In the last 250 h of the long-term experiment, the
selectivity levels of the gaseous, as well as the liquid products
reached a steady state. This demonstrates that only after 80 h
of operating the FTS at 250 °C and 30 bar at the synchrotron,
the catalyst reached steady state. However, although the
respective selectivity did not further change, some catalyst
deactivation was still ongoing. We found hints for the
formation of carbide species based on the XAS data. The
existence of carbonaceous species was confirmed by Raman
spectroscopy and thermogravimetric experiments
(TPR&TPO), as the wax was not removed from the catalyst
by other means. We observed the conversion of surface
carbon, surface carbides, hydrocarbons, and graphitic
carbon depositions during TPR. Furthermore, hydrogen
resistant carbon species were present in the subsequent
TPO. In addition to elucidating the deactivation-causing
species on the catalyst surface, these results provide
evidence that a reactivation procedure only by H,-TPR would
not be sufficient to retain the initial active state of the
catalyst.

were

Discussion of the newly designed setup for operando and
long-term high-pressure experiments at synchrotron
radiation facilities

The setup presented in this study has been successfully used
to perform a combined XAS & XRD synchrotron experiment
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during FTS over more than 300 h TOS at 250 °C and 30 bar
pressure including formation and analysis of liquid FTS

products.
Up to now, in situ reactors for combined XAS & XRD
measurements,”>?*7%33%  to  monitor complementary

changes in both the crystalline and amorphous structure,
during FTS wusually used less sample, had pressure
limitations and were not applied over a long-term including
liquid sampling (¢f Table 1). A few higher pressure rated
spectroscopic reactors were restricted to only one of these
X-ray techniques.”®*' To monitor structural changes under
elevated pressure and temperature it is most applicable to
use a reactor which is heated by an oven completely
enclosing it.”””® In such a setup incoming X-rays were
straight-forward transmitted through two slits but diffracted
X-rays were blocked by the oven. In order to circumvent this
issue, we integrated heating cartridges (Fig. 2, red) directly
into the stainless-steel cell body and designed the slits for
the outcoming beam in a conical way (Fig. 2). This design
allows recording X-ray diffraction (Fig. 3d, S2 and S47}) and
X-ray absorption data (Fig. 5 and 6) simultaneously. In
addition, the larger cell allows recording catalytic data
including liquid FTS products.

The temperature of conventional p-capillary reactors is
usually controlled by a hot-air gas blower which may lead to
temperature gradients, especially when the gases are not pre-
heated.*' The stainless steel body of our cell ensures an
enhanced heat transfer by an up to ten times higher thermal
conductivity compared to quartz glass.’>*® During control
experiments, the temperature in the slit over the catalyst bed
and the setpoint (~220 °C) differed by 30 °C, which was
considered when selecting the temperature setpoints for the
measurements. Further prevention of temperature gradients
was achieved by pre-heating the inlet lines, as well as by
passing the gases through a ~1 cm heated inlet
homogeneously distributing the gases in the entire catalyst
bed via 9 micro-channels.

For an optimised absorption of X-rays most of the
catalysts must be diluted, resulting in insufficient yields of
liquid products during in situ FTS studies (cf
Table 1).2%%73%34738 [n the cell presented here, we kept the
penetration length of X-rays through the catalyst bed in the
range of 1-1.5 mm, slightly more than p-capillary reactors,
while increasing the total amount of catalyst, which resulted
in a cuboid-shaped catalyst bed. With this design, up to 85
mg of catalyst with defined sieve fraction can be loaded in
the new cell while providing good data quality and an
absorption step of around 1.0 in the Co K-edge XAS spectra.

This stable catalyst bed finally allows a long-term study
with enhanced outflow of liquid and wax-based products by
applying a vertical design and top to bottom flow through the
catalyst bed. This might have been a critical factor, e.g. when
performing long-term studies in a horizontally mounted
reactor, as it is the case for many conventional p-capillary
reactors (¢f Table 1).>°°** Notably, this arrangement
prevented any possible pressure drop over the reactor during
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our >310 h experiment and thus allowed us to produce,
collect and analyse liquid FTS products during a synchrotron
experiment.

Conclusions

The approach outlined in the present study shows that X-ray
based techniques can help to bridge the gap between
reaction engineering oriented applied catalytic and
fundamental structural studies. This was demonstrated here
by performing a long-term operando XAS study on a realistic,
commercial FTS catalyst over more than 300 h under
conditions as close as possible to pilot-scale plants. For this
purpose, an advanced operando setup for combined X-ray
absorption spectroscopy and X-ray diffraction at elevated
pressure (up to 50 bar) and temperature (up to 500 °C) was
designed and used. To our knowledge, this was the first
operando study at a synchrotron radiation facility that was
operated over 300 hours under harsh FTS conditions (250 °C,
30 bar) including the formation and the detailed analysis of
the resulting liquid products.

We observed three different regimes of catalyst activity. In
its most active state with a CO conversion of 90%, no
changes were found on the cobalt catalyst compared to the
state after the activation. During the initiation phase in the
first 8 h of FTS, we observed a fast drop in CO conversion
from 90% to 66% without detecting any pronounced
structural changes on the catalyst. As the Cs. selectivity was
quite high and the CH, selectivity low, we conclude that
especially the formation of a liquid film on the catalyst
particles lead to decreasing catalytic activity due to mass
transport limitations.

The second regime of the catalyst activity was found in the
time period from 8-80 h TOS, where CO conversion
decreased from 66% to 55%. The deactivation proceeded with
a lower rate compared to the first 8 h TOS. The changes in
the Co K-edge XANES spectra evidenced the formation of
CoAl,O,. Furthermore, the ongoing increase in CH, selectivity
accompanied by the decline in Cs. selectivity indicated that
the filling of the catalyst pores by liquid products was still
ongoing. Thus, we conclude that in the second activity
regime from 8-80 h the deactivation originated from a
combination of changes in mass transport and solid-state
reactions.

In the third activity regime, the CO conversion decreased
from 55% to 33% during 80-310 h TOS. However, a steady
state was reached in the product selectivity indicating that
the liquid film formation was completed after 80 h TOS.
Furthermore, no additional CoAl,0, was formed during this
time period. Nevertheless, we observed the formation of
carbon depositions on the Co particle surface. The formation
of disordered, poorly structured as well as the ideal graphitic
carbon depositions on the catalyst was proven by Raman
spectroscopy after the long-term experiments. Furthermore,
thermogravimetric analysis unravelled the existence of
various carbonaceous species, e.g. atomic carbon, surface
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carbides and hydrocarbons, as well as graphitic deposits,
which could partially originate from the carburisation
procedure. We conclude, that only after 80 h of operating the
FTS at 250 °C and 30 bar the commercial catalyst reached its
industrially relevant state.

This operando XAS and XRD study on FTS over more than
300 h TOS at 250 °C and 30 bar on a commercial catalyst
provides an important step forward to bridge the gap

between fundamental studies at synchrotron radiation
sources and industrial reaction conditions. With the
dedicated operando setup presented here, we have

successfully overcome some drawbacks of conventional
reactors commonly applied in X-ray based studies at
synchrotron radiation facilities. The results of this study
demonstrate that by using spectroscopic reactors that allow
to perform operando studies with an adequate amount of
catalyst and realistic space velocities, the catalytic
performance can be well derived directly at a synchrotron
radiation facility. This opens new possibilities for the
clarification of structure-activity relationships not only in the
FTS, but also in other industrial reactions requiring high
pressure and temperature.
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