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ABSTRACT: In this work, we investigated cyclohexane oxidative dehydro-
genation (ODH) catalyzed by cobalt ferrite nanoparticles supported on
reduced graphene oxide (RGO). We aim to identify the active sites that are
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spectroscopic techniques such as X-ray photoelectron emission microscopy Low loading 1+ g A
(XPEEM) and X-ray photoelectron spectroscopy (XPS) along with kinetic g P Fe™*IT 8

analysis. Spectroscopically, we propose that Fe®*/Tj sites could exclusively
produce benzene through full cyclohexane dehydrogenation, while kinetic )

analysis shows that oxygen-derived species (O*) are responsible for partial PSS S¥ ' tﬁ:'i;i\i'reej );i?iirzne: Low loading High loading
dehydrogenation to form cyclohexene in a single catalytic sojourn. We “High Ibadir?g‘
unravel the dynamic cooperativity between octahedral and tetrahedral sites

and the unique role of the support in masking undesired active (Fe**/T,) sites. This phenomenon was strategically used to control
the abundance of these species on the catalyst surface by varying the particle size and the wt % content of the nanoparticles on the
RGO support in order to control the reaction selectivity without compromising reaction rates which are otherwise extremely
challenging due to the much favorable thermodynamics for complete dehydrogenation and complete combustion under oxidative
conditions.
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1. INTRODUCTION

Alkane dehydrogenation reactions have been extensively
investigated because of their practical industrial importance.””
Typically, supported noble metals, metal clusters, and alloys
are used as catalysts in alkane dehydrogenation and the major
mechanistic underpinnings behind their activity involved
metal-support interactions such as the formation of a metal-
proton adduct,” charge transfer between the metal atoms and
the support,* and polarization of the metal particles by cations
of the support present within vicinity.” The oxidative
dehydrogenation (ODH) of alkanes on the other hand is
attractive because it essentially removes the thermodynamic
constraints associated with the nonoxidative dehydrogenation
pathway, facilitates C—H bond rupture, and alleviates the
catalyst deactivation by coke formation. The ODH reactions,
however, undergo thermodynamically more favorable complete
dehydrogenation with poor selectivity control to desired
intermediates and often lead to total combustion. Therefore,
a complete mechanistic understanding and robust catalyst
design with precise identification of active sites responsible for
total combustion and/or partial/full dehydrogenation along
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with the ability to limit or fully suppress the combustion
channel is receiving considerable attention at present.

Here, we investigate ODH of cyclohexane as a prototypical
representative of these fundamental and practical challenges in
a strongly structure-sensitive reaction. Besides, the selective
production of cyclohexene from partial dehydrogenation of
cyclohexane is desirable as it provides an important building
block and precursor for the synthesis of many chemicals (e.g,
pharmaceutical precursor, adipic acid in the production of
nylon, etc.). Usually, cyclohexene production is carried out
from partial hydrogenation of benzene using expensive
reductants such as H, and noble metal catalysts (e.g., Pt, Pd,
Ru, etc.)®” under energy-expensive conditions® (e.g, high H,
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pressures, 4—5 MPa). The selectivity toward cyclohexene,
however, is limited (only 5—35%), as these conditions often
lead to complete hydrogenation to produce cyclohexane. In
contrast, the ODH pathway uses inexpensive oxidants such as
O, or CO,, but partial and selective dehydrogenation is still a
challenging task even on the best-performing catalysts such as
Au, Pd, V, Co, etc.””"* The resulting loss of primary products
not only interferes with rigorous kinetic inquiries necessary for
unequivocal mechanistic conclusions but also precludes the
efficient use of these catalysts in practice. There is little
information on how to selectively desorb the primary
dehydrogenated unsaturated product at practical conversions
without compromising reaction rates.

The selective desorption of a desired product in a sequential
reaction essentially requires decreasing its binding energy to
the catalyst surface as previously demonstrated on Co, sub-
nanometer clusters deposited on the Al,O; support,"*
transition metal phosphides (TMP)"™'® and metal clusters
on carbon supports such as graphene and graphene oxide
(GO)."”?° The GO-derived materials are gaining much
attention as they provide an inexpensive alternative for
graphene and possess charge transfer ability because of the
highly delocalized and solvated electrons. For instance, recent
DFT calculations show that the originally localized electrons
on PtM (M = Co or Fe) dimers become highly delocalized
when these dimers are deposited on nitrogen-doped
graphene.”’ Such delocalization of electrons and redistribution
of charge density on the PtM dimer upon introduction of N-
doped graphene eventually leads to the loosening of the Pt-H
bond, facilitating the desorption of H, in the hydrogen
evolution reaction (HER).*' Such electronic metal support
interaction has been previously reported for several reactions
for graphene-derived supports.”**

Starting from these grounds, in this study, we demonstrate a
strategy to promote the desorption of the primary dehydrogen-
ation product (cyclohexene) in the cyclohexane ODH reaction
and inhibit its concomitant consumption to sequential
dehydrogenation and combustion channel. For this purpose,
we employ a set of catalysts, prepared by the decoration of GO
with spinel oxides (cobalt ferrite, CoFe,O,) nanoparticles,
leading to simultaneous reduction of GO (formation of
reduced graphene oxide (RGO)). The novel synthetic
approach involves a two-step protocol viz., synthesis of the
CoFe,0, NPs and their loading onto the GO surface with a
highly narrow size distribution. Oxides with spinel structures
such as CoFe,0, are making a significant impact on research in
the field of catalysis because they offer an ability to fine-tune
their properties including chemical and thermal stability,
desirable band gaps, multiple oxidation states, coordination
geometries, etc.”” Spinel ferrites with general formula AFe,O,
have been particularly shown as promising catalyst for oxygen
evolution (OER) and oxygen reduction (ORR) reactions, >
water-gas shift reaction,”’ complete oxidation of methane,”®
and CO oxidation.”” Cobalt ferrite in its most stable phase has
an inverse spinel structure, (Fe**)[Co®'Fe**]0,, in which
tetrahedral sites (T) are occupied by Fe** and one-half each of
the octahedral sites (Oy) are occupied by Co®>" and Fe,
respectively, but an alternative normal spinel structure,
(Co*)(Fe**),0,, is also relatively stable, in which tetrahedral
sites (T,) are occupied by Co** and octahedral sites (O},) are
occupied by Fe, respectively. The rich oxidation states and
variable coordination geometries make CoFe,O, an attractive

. L. 30,31 . .
candidate for O, activation, which is a necessary step for

alkane/alkanol oxidation and reduction reactions.'">*

Based on the spectroscopic (XPEEM and XPS) and kinetic
evidence, we propose that the Fe’* cations at tetrahedral
locations (Fe**/T4) could be responsible for full cyclohexane
dehydrogenation producing benzene while kinetics show that
the oxygen-derived species (O*) are responsible for partial
dehydrogenation producing cyclohexene. We also reveal that
Co and Fe cations can cooperatively migrate and exchange
their coordination as a function of reaction conditions and
RGO can specifically interact with Fe®*/Ty species and mask
their participation in the reaction. By varying the wt % content
and size of CoFe,0, nanoparticles on the RGO support, we
manage to control the abundance of Fe3*/ T4 and O* species
on the nanoparticle surface, thus achieving full control over
primary and tertiary dehydrogenation reaction selectivities. To
the best of our knowledge, no previous study has shown how
to control the selective desorption of a primary product over a
thermodynamically favored full dehydrogenated product by
manipulating the local environment of the catalyst and the
metal-oxide/support interactions, thus tuning the abundance
of the respective active sites (Fe’*/T4 and O* species).

2. EXPERIMENTAL METHODS

2.1. Reagents. Iron(IIl) nitrate (nonahydrate), cobalt(II)
nitrate (hexahydrate), and graphene oxide, were purchased
from Sigma-Aldrich. Oleic acid (Sigma Aldrich), ethanol
(99.9%, VWR Chemicals), n-hexane (anhydrous, Penta
Chemicals Ltd.), acetone (98%, VWR Chemicals), n-pentanol
(95—97%, Penta Chemicals Ltd.), and toluene (99.8%, Acros
Organic) and were used as received.

2.2. Catalysts Synthesis and Characterization. RGO-
decorated CoFe,O, nanoparticle (NP) samples were prepared
by initially synthesizing CoFe,O, small and large NPs followed
by their attaching onto the GO surface, leading to the
reduction of the latter.

2.2.1. Solvothermal Synthesis of CoFe,O, Small NPs (S-
CoFe). To synthesize CoFe,O, NPs, iron(Ill) nitrate (16
mmol) and Co(Il) nitrate (8 mmol) metal precursors were
used. The mixture of these precursors was dissolved in 10 mL
of distilled water and added to a sodium oleate solution,
previously prepared by dissolving NaOH (2.64 g) in 10 mL of
distilled water and subsequently adding 20 mL of EtOH and
oleic acid (18.4 g) under magnetic stirring. After mixing both
metallic salts and the oleate, a black and viscous solution was
obtained. n-Hexane (anhydrous) (20 mL) was added to the
above black viscous solution, and the system was refluxed for 1
h and cooled to room temperature. A two-phase (aqueous and
organic) system was obtained. The aqueous fraction was
discarded, and the organic part was washed by adding 20 mL
of water, S mL of ethanol, and 5 mL of n-hexane, and the
system was boiled for 30 min. The protocol was repeated twice
after the removal of the aqueous phase (containing the
inorganic residues). Then, 15 mL of 1-pentanol was added to
the flask and the n-hexane was removed from the system using
a rotary evaporator to obtain the Co—Fe oleate mixture. The
Co—Fe oleate mixture (7.89 g) was then mixed with 16.25 mL
of 1-pentanol and 10 mL of distilled water and the mixture was
transferred into a Teflon liner and stirred for 15 min and then
heated in an autoclave under solvothermal conditions during
12 h at 180 °C. After this treatment, the dark fraction was
separated from the aqueous phase, and it was subsequently
washed by dispersion in n-hexane and EtOH mixtures. The
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obtained powder was centrifuged, and the supernatant was
discarded. The washing protocol was carried out three times to
obtain S-CoFe NPs. These S-CoFe NPs were redispersed in 10
mL of n-hexane and stored.

2.2.2. Synthesis of Large Core-Shell CoFe,O, NPs (L-CoFe).
In order to obtain NPs with a larger diameter, the smaller
CoFe,0, NPs obtained in 2.2(a) were used as seeds. Small
CoFe,O, NPs (75 mg) (after removing n-hexane by
evaporation) were then mixed with the Co-Fe oleate mixture
(3.28 g). After vigorous mixing with toluene (10 mL), 1-
pentanol (8.4 mL), and H,0 (S mL), the mixture was
transferred into the autoclave, and the system was heated at
220 °C for 12 h. The obtained dispersion was then washed
using a similar protocol as described before, and the obtained
powder was redispersed in n-hexane and stored.

2.2.3. Decoration of RGO with Cofe,O, NPs (RGO-CoFe).
A further solvothermal treatment was employed for obtaining
the RGO-CoFe-based catalyst. For this purpose, graphene
oxide (GO) was mixed with both small and large CoFe,O,
NPs, respectively, using pentanol/toluene/H,O mixtures to
ensure the proper interaction between the precursors. Different
CoFe,0,/GO ratios were tested (Table 1) in order to modify

Table 1. Synthesis Conditions Used for the Solvothermal
Preparation of Both Unsupported and RGO-Supported
CoFe,0, NPs

CoFe/GO temperature

sample precursor ratio °C)
S-CoFe Co-Fe oleate 180
L-CoFe S-CoFe/Co-Fe oleate 220
RGO-CoFel S-CoFe 1.66 120
RGO-CoFe2  S-CoFe 0.41 120
RGO-CoFe3  S-CoFe 0.15 120
RGO-CoFe4 L-CoFe 2.33 180
RGO-CoFe5  L-CoFe 0.41 180

the final NP loading. In the case of small NPs, the reaction was
carried out for 12 h at 120 °C, while decoration with large
particles was carried out by heating the system at 180 °C.

2.2.4. Characterization. High-resolution transmission elec-
tron microscopy (HRTEM) was performed using a JEM-
2100Plus Electron Microscope (JEOL) for microstructure
evaluation. TEM micrographs were acquired using an
accelerating voltage of 200 kV. NP size distribution was
determined by measuring ca. 200 specimens using the Image]J
processing software. Samples were prepared by dispersing a
small amount of powder in n-hexane and placed dropwise onto
lacey carbon TEM grids. In the case of self-standing NPs, the
grid was covered by an ultrathin carbon layer (Cu, 300 mesh,
SPI supplies) (SI, Section S1).

Thermogravimetric analyses (TGA) were performed on a
Netzsch instrument, model STA 449 F1 Jupiter, under flowing
oxygen at a heating rate of 10 °C min~". The experiments were
performed under a flow of pure O, (40 mL/min, Messer)
using Ar as a protecting atmosphere (20 mL/min, Messer) (SI,
Section S2).

2.3. Cyclohexane ODH Reaction Conditions, Product
Identification, and Steady-State Catalytic Rate Meas-
urements. A microcapillary reference reactor was used for
steady-state catalytic rate measurements. The reactor consists
of a quartz capillary tube (~1 mm OD, thickness ~ 0.4 mm,
and length ~ 50 mm) and two furnace pieces (30 mm long)

holding resistive ceramic heaters placed immediately on each
side of the capillary providing ideal plug-flow catalytic reactor
characteristics with reactant residence times in the range of 1—
30 s. The reaction temperature was controlled by an electronic
temperature controller (Eurotherm 2404) and Kepco power
supply and measured by using an in-bed thermocouple (type
K, Omega) with an accuracy within +2 °C. Catalyst aggregates
(<0.0005 g with bed length ~1 to 2 mm) were held on a
porous quartz wool bed within the capillary reactor. Catalysts
were treated in flowing O, (500 cm® g™' s, 4030 ppm in He,
Messer) by heating to 400 °C (with a temperature ramp of $
°C min~") and holding for 2 h before cooling to reaction
temperature. This treatment was monitored by mass
spectrometry. Cyclohexane (3914 ppm in He, Linde) and O,
were delivered through gas cylinders into the heated transfer
lines (70 °C). All the gas flow rates were metered by using
mass flow controllers (Brooks Instruments). The partial
pressures were adjusted by dilution in He (99.999% Messer).
The identity and concentrations of reactants and products in
the reactor inlet and effluent streams were determined using
gas chromatography (Inficon MicroGC Fusion) equipped with
Rt-Molsieve SA (0.25 mm ID 10 m), Rt-Q Bond (0.25 mm ID,
12 m), and Rxi-1 ms (0.15 mm ID, 20 m) columns and
Thermal conductivity detectors (TCD). The retention times
and response factors were determined from cyclohexane,
cyclohexene (4000 ppm in He, Linde), benzene (4000 ppm in
He, Linde), and CO, (10% vol in He, Linde) standards. The
effluent stream was also qualitatively analyzed by sampling into
the differentially pumped mass spectrometer chamber using an
electronic needle control valve (Pfeiffer EVR 116), with the
flowrate controlled by a regulator (Pfeiffer RVC 300)
combined with a pressure gauge (Pfeiffer PKR 261) to keep
a constant pressure set to 5.0 X107 mbar in the mass
spectrometer chamber. The mass spectrometer chamber was
pumped by a turbo-molecular pump (Pfeiffer HiCube 80 Eco),
which typically reached a background pressure of about
2X107% mbar. The mass spectrometer was operated in the
continuous mass scanning mode (2 scans per minute) in the
range from 10 to 100 m/z controlled by PV MassSpec software
(Pfeiffer). Electron impact energy for the ionization was set to
70 eV. The sensitivity of the mass spectrometer for the desired
molecules (cyclohexane, benzene, CO,, and O,) was
determined using calibrated gas mixtures (certified analytical
grade mixed gases, Messer, Air Products or Linde).

The oxidative dehydrogenation of cyclohexane was carried
out under constant pre-set pressure (~800 torr) maintained by
a down-stream mass-flow controller (Brooks SLAS850)
integrated into a regulation loop pumped by a diaphragm
pump (Divac 1.4HV3), measured using a pressure transducer
(Omega PX209), and controlled by a custom homemade
software written in Python and at various temperatures (25—
400 °C). All the conditions (temperature, partial pressures, and
resident times) were adjusted in order to control the
conversion below 2%. The catalyst powders were pretreated
at 400 °C in 0.2 kPa O, for 2 h before introducing the reaction
conditions (S, Section S3.1). Cyclohexene, benzene, and CO,
were only products detected in the MS and GC. Cyclohexene
is a primary dehydrogenated product while benzene is a
tertiary dehydrogenated product of cyclohexane. The secon-
dary dehydrogenated product, cyclohexadiene, although
thermodynamically favored,” was not detected under the
experimental conditions used in this work (Pyqohexanes Poz =
0.01 to 0.2 kPa, 350 and 400 °C). The GO support was
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reduced under solvothermal conditions and tested for
cyclohexane ODH reaction at 350 °C and has shown negligible
activity.

The cyclohexane consumption rates were reported on a
carbon basis as the sum of molar formation rates of
cyclohexene, cyclohexane, and CO, per g of CoFe,O,
(excluding the mass of RGO) per s (mol gcoperos ' s7°)
while the molar formation rates of all products are reported as
per g of catalyst (CoFe,O, + RGO) per s (mol g, ' s").
Selectivities to cyclohexene, benzene, and CO, are reported on
a molar basis (eq 1).
moles of product i

S

i

- Y moles of each product (1)

First-order deactivation rate constants (k;) are used to
define catalyst stability during ODH:

= exp(—kqyt)
Tt (2)

where r, and r, denote, respectively, the total ODH rates at any

time t and at initial contact with reactant (t,) and ky is the
deactivation constant (ks™!).

2.4. X-ray Photoelectron Spectroscopy (XPS). The X-
ray photoelectron spectra of the samples (before and after the
ODH reaction) were measured using a modified ESCA 3 MKII
multi-technique spectrometer (VG Scientific, East Grinstead,
UK) equipped with a hemispherical electron analyzer operated
in a fixed transmission mode to avoid overlap of Fe 2p and Co
2p spectra with, respectively, Co LMM and Fe LMM Auger
spectra. The Mg Ko line was used as a source for the
photoelectron spectra measurement. The binding energy scale
of the spectrometer was calibrated using the Au 4f7/2 (84.0
eV) and Cu 2p3/2 (932.6 eV) photoemission lines. Binding
energy steps for high-resolution scans were 0.1 eV with 200 ms
dwell time per step. Measurements were performed at room
temperature. The pressure in the XPS analysis chamber during
spectra acquisition was 6 X 107° mbar. The samples were
spread on an aluminum surface. The spectra were collected at a
takeoff angle of 45° with respect to the macroscopic surface
normal. High-resolution Fe 2p3/2, Co 2p3/2, O 1s, and C 1s
photoelectron spectra were measured. Ols and Cls spectra are
shown in the Supporting Information Section S2. The
population of octahedral and tetrahedral sites was estimated
from Fe 2p3/2 and Co 2p3/2 photoelectron spectra as
described in the literature.”* > The individual components of
the deconvoluted spectra were described by a convolution of a
Lorentzian function, representing the lifetime broadening, and
a Gaussian function to account for the instrumental resolution.
The Gaussian broadening was kept the same for different
components. Shirley background®” was used to account for the
inelastic scattering of photoelectrons in the high-resolution
spectra. Spectra were calibrated for surface charging of samples
using the method of internal standard and setting the major
component of the C 1s peak to 284.6 eV.***? Quantification of
the elemental concentrations was accomplished by correcting
the photoelectron peak intensities for tabulated cross
sections’’ and the analyzer transmission function using
CasaXPS software."’

2.5. X-ray Photoelectron Emission Microscopy
(XPEEM). Single-particle spectromicroscopy was carried out
using X-ray photoemission electron microscopy at the Surface/
Interface: Microscopy (SIM) beamline at the Swiss Light

Source.”” XPEEM allows to probe many individual nano-
particles in a large ensembles simultaneously, giving insights
into how the catalyst evolve as a function of temperature and
reactants (See Supporting Information Section S3 for an
XPEEM image). We investigated both small and large
nanoparticle samples (7 and 12 nm, RGO-COFel and
RGO-CoFe4) at 75 and 76 wt % loading on RGO,
respectively, by drop casting these catalysts on a Si chip. To
acquire X-ray absorption (XA) spectra, sequences of XPEEM
images were recorded with photon energies ranging from 700
to 718 eV for the Fe L; edge and 770 to 790 eV in the case of
the Co L; edge, as described earlier.” For analysis, the images
in each sequence are first corrected for drift, followed by the
selection of the desired area on the support or the desired
nanoparticle to obtain the XA spectra of individual nano-
particles or aggregates. The base pressure of the XPEEM
chamber was around S X 107! mbar and around 2 X 107°
mbar during the dosage of cyclohexane and O, (around 1 X
107" mbar, each). The measurements were performed after gas
exposure at various temperatures. XA spectra were recorded at
room temperature, 250, 350, and 400 °C. The temperature was
increased in steps of 2—5 °C per min. At each temperature, the
reactant gases were dosed at a pressure of 2 X 10™° mbar for 30
min, followed by evacuating the gases to achieve the pressure
back to around 5 X 107" mbar and measuring the sample after
the exposure to the reactants. In this way, both 12 and 7 nm
samples were measured for around 1 h after each experimental
condition. The measurement time included occasional re-
alignment of the microscope, stabilization of thermal drifts of
the sample, and obtaining the Co and Fe XA spectra.

2.6. Chemometric Analysis of XAS Data. The changes
in XA spectra reflect the evolution of the concentration of
components having distinct spectral profiles. The concen-
tration and spectral profiles of these components were
obtained by the Multivariate Curve Resolution by Alternate
Least Square (MCR ALS) method™*~*” using SpectroChemPy
(a python based API).****™>° The XA spectra acquired from
several particle aggregates (ca. 6) at each reaction condition
were stored as a rectangular matrix “X” (n X m where n =
number of spectra and m = number of photon energies (eV))
which was factorized into a n X k concentration matrix C of k
components and a k X m pure spectra matrix st according to

X=CS+E (3)

where E is the matrix of the residual to be minimized.

The MCR ALS algorithm was initialized by providing initial
guesses for the concentration matrix (C,) (using a non-
negativity constraint) or spectral matrix (S'). The number of
the initial guesses was chosen based on the observed intensities
of the spectral features of the normalized experimental spectra
(e.g, intensities at 779.3 and 780.3 eV from Co normalized
spectra, vide infra, Section 3.4). As shown in the SI, similar
results were obtained when initializing the algorithm using the
computed spectra of the pure species from the literature. The
initial guess for the spectral profile Sj was then subjected to
Principal Component Analysis (PCA) to identify the number
of the spectral components (S') and the corresponding
concentration profiles (C) for each component at each
reaction condition were calculated. These matrices (S' and
C) were then used for MCR ALS to re-construct the
experimental spectral matrix X, minimizing the matrix of the
residuals (E) using eq 3.
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Figure 1. (a—c) TEM micrographs of composites obtained after functionalization of GO sheets with 7 nm (small) CoFe,O, NPs. The nanohybrids
were synthesized using three NPs/GO ratios, 1.66, 0.41, and 0.1S, respectively. (d) CoFe,0,-RGO nanocomposite obtained after solvothermal
treatment of GO in the presence of large (11.8 nm) CoFe,O, NPs. The size distribution of small and large CoFe,0, NPs after their attachment
onto the GO support (RGO-CoFel and RGO-CoFe4, respectively) are included. (e) HRTEM micrograph of a crystalline nanosphere supported

on RGO along with its corresponding intensity profile.

3. RESULTS AND DISCUSSION

3.1. Catalyst Structure. Figure la—c shows TEM
micrographs of RGO-CoFe 1-3 nanohybrids with S-CoFe/
GO ratios, 1.66, 0.41, and 0.15, respectively (See also Figure
S2). The decreasing density of the number of CoFe particles
on the GO support (per SO nm”) with the decreasing CoFe/
RGO ratio and the homogeneous particle distribution on the
GO support was visually inspected. Figure 1d shows a
micrograph of RGO-CoFe4 (CoFe/GO = 2.33) with L-
CoFe NPs deposited on GO support following the synthesis
protocol described in section 2.2. The size distribution of
selected small (RGO-CoFel, Figure la) and large (RGO-
CoFe4, Figure 1b) CoFe,O, NPs after the decoration of GO is
shown next to the respective micrographs. In both cases, after
measuring ca. 200 nanoparticles, Gaussian-like size distribu-
tions were observed (mean diameter = 6.7 + 1.3 and 12.3 +
1.7 nm, respectively) close to those obtained for the CoFe
nanospheres without GO support (SI Section S1, Figure S1).
For simplicity, the CoFe nanospheres (without GO support)
from here onward will be referred as unsupported (S or L)
CoFe NPs and the sizes of small NPs RGO-CoFel—3 and big
NPs RGO-CoFe4—5 will be referred to as 7 and 12 nm,
respectively. The highly ordered character of the supported
CoFe,0, NPs (before the ODH reaction) was confirmed by
HRTEM and their crystal structure was assessed. (Figure 1d).
The interplanar distance of the crystal lattice measured from
the intensity profile for the individual particle is in agreement
with the lattice fringes of the [220] (d = 0.29 nm) of the
inverse spinel cubic structure of CoFe,O,. The final loading (in
wt %, Table 2) of CoFe,0, NPs, attached to the GO surface
and their thermal stability was assessed by TGA in the
presence of O, (SI Section S2, Figures S2 and S3) and
presented in Table 2.

The morphology of the catalysts was also analyzed before
and after the ODH reaction (T = 350 °C, P, = Pyqohexane =
0.2 kPa) to investigate any visual change in the particle shape
and/or size as a function of reaction environment by TEM
(Figure 2). No changes in the individual particle size due to
agglomeration were observed, however, particle aggregates can
be observed in the TEM images before (Figure la—d) as well
as after (Figure 2a,b) the ODH reaction, especially for the high
loading (75 wt %) sample. The particle size distribution also

Table 2. Size Distribution and CoFe,0, NPs Loading after
the Decoration of the GO Support”

NPs size referred  CoFe,O, NPs contents (wt %,
sample (nm) size (nm) as determined by TGA)

S-CoFe 6.6 + 1.4 7

L-CoFe 11.8 + 1.8 12

RGO-CoFe2 69 + 14 30
RGO-CoFel 6.7 + 1.3 7 75
RGO-CoFe3 7.1 + 1.6 13
RGO-CoFe4 123 + 1.7 B 76
RGO-CoFeSs 124 + 2 26

“Diameters of unsupported NPs (without GO) are included for
comparison.

remained similar before and after the reaction. This is an
indication that the oxygen functional groups present on RGO
prevent possible agglomeration by holding the particles firmly
to the support probably via strong sigma bonds (See TGA
evidence in SI Section S2). After the reaction, the nano-
particles shape did not undergo significant variations,
remaining mostly spheroid. Analysis of the HRTEM images
(Figure 2c—e) clearly shows lattice fringes with a lattice
spacing of about 0.25 nm, which agrees with the [311] plane of
CoFe,0, in agreement with the structure of the untreated NPs
(before the ODH reaction).”' The unsupported particles
exposed lattice fringes of about 0.45 nm which corresponds
to the 111 lattice plane or Fe;0,.>” This indicates a significant
change in the particle structure such as the separation of phases
into Fe;O, and Co;0,'” and exposing Fe;O, phase to the
surface which was otherwise prevented when the particles were
grafted on the RGO support.

In the next section, we examine the effect of GO support, wt
% loading of CoFe particles on GO support, and particle size
on cyclohexane ODH reaction rates and selectivities. We
manipulate these parameters (particle size, support, and wt %
loading) to control the selectivities toward cyclohexene and
benzene.

3.2. Cyclohexane ODH Reactions on RGO-CoFe
Nanohybrids: Role of Oxygen-Derived Species and
the Effect of GO Support, wt % Loading, and Particle
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Figure 2. TEM image of the 7 nm 13 wt % RGO-CoFel particles after the cyclohexane ODH reaction (T = 350 °C, Py, = Pyiohexane = 0.2 kPa) (a)
and corresponding particle size distribution (b). Panels (c), (d), and (e) show HRTEM images of 7 nm low loading (13 wt % RGO-CoFe3), high
loading (75 wt % RGO-CoFel), and unsupported particles, respectively, before and after the reaction.
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(triangles, 26 wt % on RGO-CoFeS) CoFe,0, particles, with O, (Pcydc,hmne = Py, = 0.2 kPa) in the reactant feed (filled symbols) and without O,
(Peyetohexane = 0-2 kPa) (empty symbols) at 350 °C. The dotted lines are the best fits to eq 2. (b) Corresponding selectivities measured under similar

conversion (~0.25%).

Size on ODH Reaction Selectivities. The ratio of void % loading (when normalized only by the total mass of

volume to catalysts mass in the reactor (~0.98) and
nondependence of cyclohexane consumption rates on the wt

CoFe,0,; vide infra) allowed to rule out homogeneous gas
phase reactions under these conditions. The insulating nature
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selectivities toward CO, (black), benzene (red), and cyclohexene (blue) and % cyclohexane conversion (green dots) on 7 nm samples (13, 30 and
75 wt % and unsupported) and 12 nm samples (26, 76 wt % and unsupported)

of CoFe,0, particles and linear increase of conversions with
contact time (S, Section S3.2, Figure SS) suggest that the heat
loss time scales in our quartz-based reactor are of the similar
order as the reactant residence times (1—30 s),>” allowing the
resulting reactor behavior closely approaching isothermal
behavior in such exothermic reaction environments, allowing
to rule out heat and mass® transfer corruptions in the
measured rates. Thus, all reported reaction rates reflect closely
the intrinsic dynamics of chemical events on the catalytic
surfaces. The absence of cyclohexadiene product indicates its
lower undetectable gas phase concentrations which might be
quasi-equilibrated with its adsorbed species with faster
subsequent C—H bond dissociation rate constants to produce
the thermodynamically more stable product, benzene.

3.2.1. Role of Oxygen-Derived Species in Reaction Rates
and Selectivities. Figure 3a shows cyclohexane consumption
rates (normalized by only the mass of CoFe,0,) as a function
of time-on-stream at 350 °C measured on 12 nm unsupported
(circles, L-CoFe) and supported (triangles, 26 wt % on RGO,
RGO-CoFe-S) CoFe,0, particles, with O, (P, = 0.2 kPa) and
cyclohexane (Pqohexane = 0-2 kPa) in the reactant inlet feed
(filled symbols) and without O, (nonoxygenated conditions,
Peyiiohexane = 0.2 kPa) (empty symbols). Figure 3b shows
corresponding selectivities toward cyclohexene, benzene, and
CO,, measured under similar cyclohexane conversion levels
(~0.25%). The slopes of trends in Figure 3a give the first-order
deactivation constant (—kg, eq 2) which is an indication of the
mean catalyst life (kg~', s). The higher value of the deactivation
constant on RGO-supported CoFe,0, particles under non-
oxygenated conditions (3.4 X 107* s7') indicates the
combination of the prevalent deposition of cyclohexane-
derived species on active sites and formation of oxygen
vacancies. Under similar nonoxygenated conditions, the
unsupported particles show much more stable total ODH
rates apparently because of the total combustion of adsorbed
cyclohexane-derived species much more effectively as evident
from the larger selectivity toward CO, compared to supported
particles.

The initial cyclohexane consumption rates are almost an
order of magnitude higher under oxygenated conditions
(Peyctohexane = Poz = 0.2 kPa) and exhibit higher stability for

13490

supported particles than when measured under nonoxygenated
conditions. The significant differences in the initial rates
(extrapolated to 0 s) between oxygenated and non-oxygenated
conditions strongly indicate the formation and involvement of
oxygen-derived species in C—H bond dissociation and also
suggest that the lattice O-atoms are less reactive toward C—H
bond abstraction. Furthermore, almost similar rates were
observed for unsupported and supported catalysts (Figures 3a
and 4a) and in all wt % loadings (Figure 4a, 7 nm) in
oxygenated conditions confirm the sole kinetic relevance of
these oxygen species in C—H bond abstraction. Such oxygen-
derived species could involve dioxygen cation (O3), superoxide
ion (03), peroxide ion (O37),” and monoatomic adoxygen
species' ***°° formed by activation of a strong O-O bond.
The existence of monoatomic adoxygen species has been
recently groposed for spinel oxides of cobalt such as
CoFe,0,” and Co,0,.""*” On CoFe,0,, O, can be activated
either on Fe or Co cation pair to form reactive adoxygen
species (O*) with coordinative interaction between the O
adatoms and the d orbital of the metal centers (Fe and Co).
The higher initial total ODH rates under oxygenated
conditions suggests that these newly formed O species
might activate C—H bond via H-abstraction much more
efficiently than the lattice O-atoms.

The selectivities, on the other hand, are significantly
different for these samples under oxygenated conditions
(Figure 3b). The higher selectivity toward CO, observed on
unsupported particles in oxygenated conditions and no
detection of cyclohexene reflect that the cyclohexane derived
species must remain strongly bound and efficiently undergo
C—C bond cleavage and O-insertion reactions to form CO, or
undergo subsequent C—H bond cleavage to form full
dehydrogenated product benzene. The RGO supported
particles, however, showed a remarkably high selectivity
toward cyclohexene (56%, Figure 3b) under oxygenated
conditions with significantly lower selectivity toward CO,
and benzene might indicate that the cyclohexane-derived
species are less strongly bound on these O* species and desorb
after primary dehydrogenation before undergoing subsequent
dehydrogenation reaction. This observation is consistent for all
the samples investigated in this work. The selectivity toward
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cyclohexene (Figure 4b) increase with decreasing the wt %
content of CoFe,O, particles on the RGO support for both
particle sizes under approximately similar conversion levels,
while the initial cyclohexane consumption rates remained
similar and stable for a given size for all wt % loadings. Such
significant differences in the selectivities as a function of wt %
content of CoFe,O, on RGO without compromising the
cyclohexane consumption rates requires mechanistic under-
standing relating identification of the active sites and their
respective contributions to cyclohexane selectivities. What
follows next is the discussion to understand the reasons for
different selectivities observed on these samples as a function
of different wt % contents of CoFe,O, NPs on RGO.

3.2.2. Coverage, Stability, and Reactivity of O* Species.
The differences in the selectivities observed in Figure 4b with
various wt % CoFe contents might reflect the differences in the
O* coverage on the catalyst surface. The O* coverage can vary
as we increase the partial pressures of O, or wt % contents of
CoFe particles keeping the O, pressures constant. To
investigate this fact, we measured the selectivities on the
RGO-CoFel (7 nm 75 wt %) sample as a function of varying
O, partial pressures (O,/cyclohexane ratios 1:1 to 25:1,
Section $3.3, Figure S6). Surprisingly, the selectivities toward
cyclohexene (~2 to 5%) and benzene (75—78%) were found
to be insensitive to O,/Cyclohexane ratios (in the range of 1—
25) (See Figure S6). Such insensitivity and low cyclohexene
selectivity can no longer be explained by different kinetic
regimes created by varying O,/Cyclohexane ratios which
would certainly lead to high relative O* coverage at a higher
O,/cyclohexane ratio.

This prompts us to investigate the reactivity or stability of
the O* species as it can significantly affect selectivities
irrespective of its coverage. The highly active O* species can
be rapidly consumed by cyclohexane-derived species to form
benzene through complete dehydrogenation reactions in a
single sojourn. The corollary of this statement would be the
less strongly the O* are bound to the surface more effective
they are in H-abstraction.""*° This also reflects the reversibility
of O, activation during cyclohexane ODH reactions and the
effect of RGO support on the formation and stability of these
O* species. Therefore, we probe the stability and reactivity of
O* species by comparing the magnitude and reaction orders
for the net O, consumption rates during cyclohexane ODH
reactions.”” In general, the chemical equation for the reaction
between O, and cyclohexane (R) leads to CO,, H,O, and
other O-containing products P:

R + 15, ROy = 1y RCO, + Mgy + p P (4)

where n; is the stoichiometric coeflicient for species i.

The net rate of oxygen consumption (ro, ) and the net rate
of cyclohexane consumption (ry) are related via the reaction
stoichiometries ng and ng,  as follows:

_Por k

"o, R = —  ®R=

R

O [RP
app, 0, O [R] )

where k,,, o,is the apparent rate constant for O, consumption

and [O] and [R] are the pressures of O, and cyclohexane
raised to their respective reaction orders (x and y),
respectively.

Table 3 summarizes the apparent reaction order for O, for 7
and 12 nm CoFe,0, particles on RGO with various wt %
loadings and respective range of oxygen consumption rates

Table 3. Oxygen Consumption Rates and Kinetic
Dependencies during Cyclohexane ODH Reactions on
CoFe,0, Particles (7 and 12 nm) with Varying Amounts of
Loadings on RGO (in wt %) Obtained from Figure 5

apparent reaction order O, consumption rates

of O, (m0102 mOICOFezm_l S
7 nm
13 wt % —0.052 + 0.040 0.35-0.4
30 wt % 0.20 + 0.07 1.22—-1.84
75 wt % 0.75§ = 0.37 48-56
12 nm
26 wt % 0.098 + 0.040 0.2-0.3
76 wt % 0.59 + 0.02 0.8—-3.6

measured at 400 °C and constant cyclohexane partial pressure
(Peyohexane = 02 kPa). The oxygen consumption rates differ by
two orders of magnitude (0.35—56 molg, molcepeos  s71) on
7 nm samples by varying the wt % content on RGO from 13 to
75 wt %, while for 12 nm, ro_ y varies by an order of magnitude

from 25 to 75 wt %. The largest O, consumption rates
measured on 7 and 12 nm particles are on 75 wt % samples,
suggesting rapid O* scavenging from the surface. This rapid
O* scavenging may result in lowering the O* coverages to
below equilibrium, resulting in the apparent reaction orders
with respect to O, for both these samples 0.75 and 0.59,
respectively.

The lower relative magnitudes of O, consumption rates
along with the smaller corresponding reaction orders observed
on samples with lower CoFe,0, wt % contents (30, 26, and 13
wt %) may suggest either one of

(i) The O* species formed on these samples are only
moderately active and therefore are not scavenged as
quickly as observed on higher wt % samples (75 wt %)
under similar O, partial pressures. Thus, on lower wt %
samples, O,(g) may dissociate and then recombine
much more rapidly than the rate of O* scavenging by
cyclohexane-derived species.

(ii) The cyclohexane-derived intermediates remain less
strongly bound on these smaller wt % samples, thus
consuming small amount of O* species less rapidly than
the higher wt % samples.

These dependencies on O, pressures, along with the
insensitivity of selectivities on O,—cyclohexane ratios (Figure
S6), and significant differences in the initial ODH rates with
and without O, (Figure 4a) validate the fact that the CoFe,0,
surfaces mostly remain covered predominantly by O* species
and O, activation is kinetically irrelevant (fast) on these
catalysts. We further speculate that such a fast O, dissociation
into O* species and their retransformation into molecular
oxygen may reflect the nature of the O* species to be
monoatomic oxygen. This is because such splitting of O, into
monoatomic O-adatoms and their retransformation into
molecular O, probably does not require any additional
reversible charge transfer processes (e.g, electron transfer
from Fe** to O, to form O,>” or O, species as reported by
Rushiti and Hattig®’) which might be kinetically limited. This
in turn would be reflected in either shift in selectivities from
benzene to cyclohexene with increasing O,—cyclohexane ratios
(Figure S6) or a linear dependence of oxygen consumption
rates on O, pressures (linear at low O, pressures and nonlinear
at high O, pressures, etc.) on all the samples investigated due
to change in the surface coverage of these anionic species,
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which is not observed here. This speculation is supported by
previous experimental and theoretical studies,” however,
requires further investigation using time-resolved transient
methods which allow following fast O, activation processes on
spinel oxides.

The higher apparent reaction order with respect to O,
observed on 75 wt % loading samples can be then explained by
the following: (ii) the cyclohexane-derived species can remain
strongly bound to the surface, leading to consecutive H-
abstraction and therefore the faster effective scavenging of O*
species. This would result in a decrease in the O* coverage to
below equilibrium, and as a result, the O, activation step
becomes irreversible, causing the corresponding reaction order
to approach unity. On the lower wt % samples, the
cyclohexane-derived species are less strongly bound and
therefore consuming O* species less rapidly and the surface
would still remain prevalently covered with O* species causing
corresponding reaction orders close to zero.

This fact indicates that there may be two types of active sites
present on the CoFe NPs surface that can either bind
cyclohexane derived moieties strongly or weakly and their
relative abundance depends on the wt % content of NPs on
RGO support. Figure S7 shows the correlations between
benzene, CO,, and cyclohexene formation rates and O,
consumption rates further suggest that the cyclohexane-derived
species can remain strongly bound on the surface and
subsequently consume O* species to form benzene at higher
wt % loading samples. We further observe that the 7 nm 30 wt
% sample showed a higher apparent reaction order (0.2) and
O, consumption rates compared to 12 nm sample with almost
similar wt % loading (26 wt %) (Figure S). This again prompts

100 T T T
/".
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% ” L (7 nm)
5 104 1
s 9
%— E 76 % wt.
= (12 nm)
Ee gﬂtﬁm 30 % wt.
7} o W(?nm)
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Figure S. Dependence of oxygen consumption rates during
cyclohexane ODH reactions on O, pressures, measured on 7 nm
CoFe,0, particles supported on RGO with loadings of 75 wt %
(RGO-CoFel, W), 30 wt % (RGO-CoFe2, #), and 13 wt % (RGO-
CoFe3, A) and on 12 nm CoFe,0, NPs supported on RGO with
loadings 76 wt % (RGO-CoFe-4, 0), 26 wt % (RGO-CoFe-S, O) at
400 °C and P, = 0.2 kPa.

cyclohexane

that these smaller nanoparticles (7 nm) exhibit higher
abundance of these sites with stronger affinity toward
cyclohexane than on the 12 nm particles at similar wt %
loading.

3.2.3. Indication of the Presence of Two Types of Active
Sites with Different Affinity toward Cyclohexane-Derived
Intermediates and Controlling Their Abundance. In this
section, we support the presence of two different types of

active sites with different affinities toward cyclohexane-derived
species by observing benzene and cyclohexene formation rates
on different wt % samples and their dependence on
cyclohexane pressures. The relative affinity of these sites
toward cyclohexane-derived species (producing benzene and
cyclohexene accordingly) and their abundance on the surface
of the NPs would be evident through such pressure-dependent
experiments. We show how the relative abundance of these
sites depends on the wt % loading and how it affects the
benzene and cyclohexene formation rates and how it can be
precisely tuned.

Figure 6a,b shows benzene formation rates measured on 7
and 12 nm particles deposited on RGO, respectively, as a
function of cyclohexane pressures measured at the outlet of the
reactor. These curves become quickly insensitive to the
cyclohexane pressure only on lower wt % samples (30 and
26 wt %) while they show a clear asymptotic behavior (linear
at lower and nonlinear at higher cyclohexane pressures,
respectively) on higher wt % loadings (75 wt %), in line
with the O, pressure dependencies observed in Figure 5. At
variance, the cyclohexene formation rates (Figure 7a,b) remain
linear for all the wt % loadings under similar cyclohexane
pressures. These differences in the dependence of the yields of
benzene and cyclohexene on similar cyclohexane pressures
suggest that the surfaces of these NPs may exhibit two types of
active sites (Site A and Site B).

The linear dependence of cyclohexene formation rates upon
cyclohexane pressures indicates that the active sites on which
this partial dehydrogenation occurs are prevalently unoccu-
pied, but their relative abundance decrease with increasing wt
% contents of CoFe NPs, as evident by decrease in
cyclohexene rates with increasing wt % contents observed on
both NPs sizes (Figure 7a,b). Since these sites perform only
partial dehydrogenation, they must therefore possess weaker
affinity toward cyclohexane and derived species. Considering
the catalyst surface fully covered by O* species (as evident in
Figure 3, Figure S, and linear nature of curves in Figure 7), the
cyclohexene formation could be catalyzed by O* species that
remain prevalently vacant while assuming C—H bond
dissociation on O* species as a rate-limiting step in all the
samples, allowing us to assign sites B as O* species that form
preferentially cyclohexene. Such C—H bond cleavage could
probably occur via homolytic cleavage on the surface that is
predominantly covered by adjacent O* species (O-adatoms),
as previously shown for methane activation®® and cyclohexane
oxidative dehydrogenation on Co;0, "

The insensitive nature of benzene formation rates on
cyclohexane pressures observed on low loading samples (30
and 26 wt %) and nonmonotonic behavior on high wt %
content samples additionally suggest that the active sites (Site
A) which conduct full cyclohexane dehydrogenation in a single
surface visit (vide infra, Section 3.5) are mostly occupied by
cyclohexane and derived intermediates. Note that despite the
fact that the cyclohexane pressures in both Figures 6 and 7 are
similar, still one type of sites remains largely unoccupied
(Figure 7, Site B, O* species) whereas the types of sites are
almost fully covered. Moreover, we see that the lower wt %
samples (30 wt % in 7 nm and 26 wt % in 12 nm) show almost
independence of benzene formation rates on cyclohexane
pressures, meaning that the active sites on the lower wt %
samples are almost fully covered (saturated) by cyclohexane
and derived moieties than on high wt % loading samples,
where some of these sites are still unoccupied. These data
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clearly suggest that the active sites which conduct full
dehydrogenation, hence possess stronger affinity toward
cyclohexane and derived species, are also present on the
surface of the NPs, and their abundance depend on the wt %
contents of CoFe NPs on RGO. The asymptotic nature and
high magnitudes of benzene formation rates on high wt %
samples and the corresponding linear dependence of cyclo-
hexene formation rates with lower magnitudes allow us to
conclude that the high wt % sample possesses site A in higher
abundance, which strongly bind cyclohexane derived species
and convert them to benzene via subsequent C—H bond
abstraction. In doing so, the O* species are rapidly consumed
below their equilibrium coverage, as observed in Figure 5,
resulting in a decrease in their abundance causing lower
cyclohexene formation rates, as observed in Figure 7.

Thus, we used cyclohexene and benzene as markers to
identify the existence of two sites on the surfaces of the NPs
(Site A and Site B): one site performs partial dehydrogenation,
hence possesses weaker affinity toward cyclohexane and
intermediates and remain largely unoccupied (Site B, O*
species), while the other type performs full dehydrogenation,
hence possesses strong affinity toward cyclohexane and

intermediates and is almost fully saturated with cyclohexane
and derived species (Site A). The relative abundances of these
sites depend on the wt % contents of CoFe NPs on RGO. As
we increase the wt % contents, we have a clear indication that
we increase the abundance of Site A on the NPs surface,
resulting in higher rates of benzene formation with nonlinear
dependence on cyclohexane pressures. The increased abun-
dance of Site A eventually leads to a decrease in O* coverage
below equilibrium, as observed in Figure S (causing linear
dependence or ro,x on O, partial pressures), hence leading to
a decrease in cyclohexene formation rates with increasing wt %
contents (Figure 7a,b).

As discussed in Section 3.2.2, the nature of Site B appears to
be reactive O* species; however, further characterization of
this kinetically fast step using time-resolved transient methods
is necessary to identify the nature of O* species (O-adatoms,
0,7, etc.) and follow how exactly O, activation occurs on
spinel oxides. To identify the nature of site A, we investigate
these catalysts using XPS and XA spectroscopy in the next
sections.

3.3. Analysis of Site A Using XPS. The XPS analysis was
performed to understand how the wt % content of CoFe,O,
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Figure 8. XPS high-resolution spectra of Co 2p and Fe 2p of the 7 nm 75% (RGO-CoFel) and 13 wt % (RGO-CoFe3) loading CoFe,0, as-
synthesized (fresh) and after reaction (used) catalysts powders (reaction conditions: 350 °C, P, = 0.2 kPa, Pcqghexane = 0-2 kPa). Corresponding C

1s and O 1s spectra are in Figure S9.

nanoparticles on the RGO support would affect the catalysts
surface structure as a function of reaction conditions to explain
the activity/selectivity observed above in Section 3.2. We
investigated two samples with a similar particle size (7 nm)
with high wt % (75%, RGO-CoFe-1) and low wt % contents
(13 wt % RGO-CoFe-3) before (fresh) and after (used) the
ODH reaction (T = 350 °C, Pg, = P yciohexane = 0.2 kPa).
Figure 8 shows core-level spectra of Co 2p3/2 and Fe 2p3/2
photoelectrons and the composition of analyzed samples
calculated from integrated intensities of spectra including
intensities of C 1s and O 1s spectra and assuming
homogeneous samples are summarized in Table 4. The
probing depth is determined by the inelastic mean free path
of photoelectrons in cobalt ferrite which amounts ~1.3 nm as
calculated from the TPP 2 M equation.®’

Table 4. Composition (in %) of Superficial Layers on 7 nm
Catalyst samples

sample Co Fe C (0]
75 wt % -RGO-CoFel (fresh) 2.9 43 57.0 35.8
75 wt % -RGO-CoFel (used) 3.0 7.0 52.0 38.0
13 wt % -RGO-CoFe3 (fresh) 0.5 1.0 722 263
13 wt % -RGO-CoFe3 (used) 0.8 14 614 364

It should be also mentioned that the accuracy of the
quantitative analysis depends on the choice of background
which is rather complicated in the case of spectra of Fe 2p and
Co 2p photoelectrons (for a more detailed discussion, see
previous study.’") The surface concentration of iron as well as
cobalt in fresh samples is lower than that in samples after the
catalytic reaction while the concentration of carbon was higher
for the fresh samples and lower for the used samples, indicating
that the NPs surfaces in the fresh samples are most probably
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covered by RGO that is partially removed during the catalytic
reaction. Such covering of the nanoparticle surface by RGO
could result in masking of active sites, thus decreasing their
relative population on the surface of the nanoparticles. Some of
these sites can be recovered but only partially during the
reaction due to the partial removal of RGO.

The high-resolution Co 2p3/2 spectra for all the samples
(before and after the reaction) are deconvoluted into 4
components (Figure 8). The component at 781 eV along with
its shake-up satellite at 786.5 indicate Co*" cations at the
octahedral site. The peak at 783.5 €V is attributed to Co**
cations at the tetrahedral site as also indicated by the
corresponding satellite peak at 789.1 eV. The structure of
the spectra of Co 2p3/2 photoelectrons that is consistent with
the oxidation state of cobalt is +2 in all measured samples.*®

The high-resolution spectra of Fe 2p photoelectrons are
presented in Figure 8 and are characteristic of iron in oxidation
state +3.°%°>°® The Fe 2p,,, spectra are composed of three
peaks located at 710.8, 713.5, and 718.8 eV and ascribed to
Fe>* cations at the O, sites, Fe" cations at Ty sites and a
satellite feature, respectively. The deconvoluted spectra do not
indicate the presence of a component assignable to Fe*". The
Fe 2p,/, spectra can also be decomposed into three peaks at
725, 727, and 733.5 eV and ascribed to Fe3* species at Oy, Ty,
and satellite feature, respectively.

The population of octahedral and tetrahedral sites on the
particle surface was determined from deconvoluted high-
resolution spectra of Co 2p3/2 and Fe 2p3/2 photoelectrons
and are summarized in Figure 9a,b. The peak area is used to
quantify the fraction of the total amount of Co and Fe in a unit
cell occupying Oy, and Ty sites in the fresh as well spent
samples in both the loadings represented in Figure 9 in the

form of bar graphs.
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Figure 9b shows that the fresh 75 and fresh 13 wt % samples
exhibit similar relative populations of surface Co®" cations at
Oy, and T coordinations; however, the relative populations of
Fe®" cations at these coordinations are significantly different
(Figure 9a). The population of Fe at tetrahedral sites is higher
in 75 wt % fresh sample compared to those in 13 wt % fresh
sample. Furthermore, unlike 13 wt %, the 75 wt % sample did
not undergo any significant changes in terms of the relative
population of Co and Fe octahedral and tetrahedral species.
We propose and later support the hypothesis that these Fe**/
T4 species which are abundant on the surface of the 75 wt %
sample, bind cyclohexane derived moieties strongly and are
responsible for the complete cyclohexane dehydrogenation to
benzene as observed in Figure 4b.

As observed in the TEM images (Figure 1c) in the 13 wt %
fresh sample, the nanoparticles are well dispersed and are less
crowded with direct contact with the RGO support. In such
case, as suggested above, the RGO support could cover a
fraction of the surface of the nanoparticles. The lower relative
population of the Fe®*/T, species in 13 wt % fresh sample
compared to 75 wt % fresh sample and the fact that RGO
could cover the fraction of the particle surface allow us to
postulate that these Fe**/Ty species could interact with the
RGO support during the synthesis and thus can be masked. At
high temperature (350 °C) during the reaction, some of the
RGO layer could be removed due to the possible combustion
resulting in exposing these Fe®*/T, species, thus slightly
increasing their relative population (15%) in the used 13 wt %
used sample (Figure 9a). A similar increase in the Co®"
tetrahedral species, however, could be due to their migration
from octahedral to tetrahedral locations as a response to
reaction temperature and/or presence of reactants as suggested
by XAS data in the next section. We show that these qualitative
observations are consistent with the semi-quantitative XAS
observations, suggesting that Fe*/T; could be possibly
masked by the RGO support, especially in the 7 nm particles
and unavailable for the coordination exchange with Co*
cations during the reaction (Section 3.4).

3.4. Evolution of the Chemical Composition of
Catalysts with ODH Reaction Conditions and Identi-
fication of Site A (XPEEM Analysis). The effect of ODH
reaction conditions on the chemical state of RGO-CoFe
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nanohybrids (small, RGO-CoFel and large, RGO-CoFe4) is
analyzed by XPEEM. Figure 10 shows the evolution of XA
spectra acquired from the particle aggregates of RGO-CoFel
(7 nm 75 wt %) upon exposure to reaction temperatures and
cyclohexane and O, in 1:1 ratio at respective temperatures and
compared with the pristine state of the NPs at room
temperature (25 °C). The XA spectra of Co at 25 °C display
a typical structure of Co**/Oj, compounds where the L, edge is
characterized by three peaks at 778, 779.3, and 780.3 eV with a
shoulder at the high-energy side of the L; peak at 783 V. The
XA spectra at the L; edge of Fe at 25 °C consists of the main
peak at 7104 eV and a shoulder at 709 eV. Typically, in
CoFe,0,, the Co**/Oy, cation has strong transition peaks that
correspond to the three main L; peaks, as observed in Figure
10, whereas the Co*/T cation has only one strong transition
peak that corresponds to the main L; peak and a shoulder at
the high energy side of the L, peak.””** The observed broad
nature of the L; peak in Figure 10 is due to the contribution
from both O, and T; Co®" cations that occur at slightly
different photon energies. In the case of Fe in CoFe,0,, Fe**/
O, cations have strong transitions that correspond to the
shoulder at low energy Ly and the main L peaks. The Fe*" /Ty
peak occurs slightly at the lower energy of the L; peak, and it
does not have transition corresponding to the shoulder at low-
energy L, peak like the Fe’*/Oy cation. The Fe**/O,, cation
has a strong transition peak corresponding to the low-energy
L; peak and a weak transition peak at the low-energy L,
shoulder.””®* Thus, the XA spectral evolution of Co and Fe
displayed in Figure 10 is composed of various contributions
from these spectral components (Co**, Fe®*, and Fe** cations
at Oy, and Ty locations) as a function of reaction conditions.
Reference XA spectra of Co**, Fe*", and Fe®" cations at O}, and
T4 locations, required for fitting the experimental spectra using
the linear combination method, were not experimentally
measured in this work or elsewhere. Therefore, the MCR
ALS method was employed to identify (using C, or S') and
quantify the fractions of each components (Co and Fe in Oy
and T, locations) in the measured XA spectra (concentration
profiles). We used calculated XA spectra by Moyer et al. using
the Ligand Field Model (LEM)®* to identify the components
(XA spectra of Co**, Fe*, and Fe** cations at O, and Ty
locations) produced by MCR ALS (Sections 2.6 and SS).

https://doi.org/10.1021/acscatal.3c02592
ACS Catal. 2023, 13, 13484—13505


https://pubs.acs.org/doi/suppl/10.1021/acscatal.3c02592/suppl_file/cs3c02592_si_001.pdf
https://pubs.acs.org/doi/10.1021/acscatal.3c02592?fig=fig9&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.3c02592?fig=fig9&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.3c02592?fig=fig9&ref=pdf
https://pubs.acs.org/doi/10.1021/acscatal.3c02592?fig=fig9&ref=pdf
pubs.acs.org/acscatalysis?ref=pdf
https://doi.org/10.1021/acscatal.3c02592?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Catalysis

pubs.acs.org/acscatalysis

Research Article

/A
0.5 A / \ 9

——— J \r\f\/\w\/
0.0 = o L !
Os0c ' ' :
05 // /\ i
0.0 = ! ——
1.0 Bonm ' " ' ' r -

250C_Cy ™,
RN

05} AN .

- T
0.0 oy ) ) l .
E T , | ]
10 f350¢
0.5 | //\VM\/\ ]
e
Y e |
C . | | ]
1.0 350C_Cy /Mwm
0.5 - / M\mvv ]
AV VAN e NYAVAAWNENN
0.0 . LV ) ) ‘ 1
1.0 K T - : :
400C “‘ /\J\
-l H/’ \/\V\M ]
/ VA
0.0 Lo/ o ! ) A
1.0 | T ; : ]
400C_Cy A
05+ J \Mw\ AR
AN AV PN, / o
0.0 ol ) |
770 775 780 785 790

Photon Energy (eV)

(b)

oL /ﬁx o

0.0 — L

1.0 — . ]

0.5 [

0.0 b—= l : '

1.0 |z T
250C_C At
_Cy /Wv‘\'//u Y

05} / Yy -

0.0 Nl 1 1

10 350c //\ ' :
0.5 \ =

0.0

1.0

05F / h -

0.0 b= — . ; .

n T T ]
0 looc o
",
0.5 A W, b
-y
// WMNW\/\N\’Ww
0.0 L L

1.0

O fooc_cy ' ]
/ \

05 - / — 1

0_0 ,V\w—’/,/ 1 N Iw‘\/w.wd\w

705 710 715 720
Photon Energy (eV)

Figure 10. XA spectra of (a) Co and (b) Fe in 7 nm CoFe NPs on RGO (RGO-CoPFel) at each reaction condition. 25, 250, 300, 350, and 400
indicate the reaction temperature in °C within the XPEEM chamber at pressure 1 X 107'° mbar and 250C_Cy, 350C_Cy and 400C_Cy indicates
XA spectra recorded after the dosing of cyclohexane and O, in 1:1 ratio at 250, 300, and 400 °C respectively.

Using MCR ALS, in the case of Co, we show that all the
experimental spectra in the RGO-CoFel sample at all the
ODH reaction conditions can be adequately described by the
presence of two distinct components (Figure 11a): First, with
the L; peak position at 779.3 eV and second at 780.3 eV in
both 7 and 12 nm particles. The first peak at 779.3 eV has two
sharp spectral features at the lower (778 eV) and higher (780.5
eV) sides of the L; peak which indicates the presence of Co*"
cations at Oy, locations®* while the other peak at 780.5 eV is
assigned to Co®* cations located at Ty locations.®* Similarly, in
the case of Fe, all the experimental spectra in 7 nm NPs can be
adequately described by three components, as shown in Figure

11b, with the peaks at 709, 710.3, and 711.5 eV which were
assigned to Fe’" in octahedral sites, Fe** in octahedral sites,
and Fe®" in tetrahedral sites, respectively. These peak positions
are comparable with the theoretically reported components in
CoFe,0, by Moyer et al.** and Zhou et al.”® (Figure S12).
These components for Co and Fe and the corresponding
concentration profiles (Figure 12) were obtained after
reconstructing the XA spectra while minimizing the error
between experimentally measured and re-constructed spectra
using MCR ALS, as shown in Figure 11c,d (SI Section SS).
These concentration profiles represent the relative fractions of
the corresponding components within the bulk of the particle
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Figure 11. XA spectra of (a) Co components and (b) Fe components acquired from MCR ALS analysis. Figure 11 (c), (d) shows the comparison
between the reconstructed and experimentally measured XA spectra at all the reaction conditions for Co and Fe, respectively, for the RGO-CoFe-1
(7 nm CoFe,O, 75 wt %) sample. Red lines: residuals E, dotted lines: reconstructed (X), solid lines: experimental spectra (X).

that evolve as a function of ODH reaction conditions (see the
spectral evolution of the respective species at ODH reaction
conditions in Figures S13 and S14). A similar treatment was
performed on large NPs (RGO-CoFe4, SI Section S6, Figures
S12 and S13). Figure 12 then reveals important characteristics
of a dynamic interplay of cations within the bulk of both small
and large NPs during the reaction and how it depends on the
size of the CoFe,0, nanoparticle. The concentration profiles
for Co and Fe cations in 12 nm particles are displayed in
Figure 12a,b and those in 7 nm particles are displayed in
Figure 12¢,d, respectively. The corresponding dynamic nature
of these cations is schematically displayed in Figure 12e,f for 12
and 7 nm particles, respectively.

3.4.1. At 25 °C (12 and 7 nm Particles). Initially, at 25 °C,
both 12 and 7 nm particles showed similar concentrations of
Co*" species with a higher relative abundance of Co**/O,
species (Figure 12a,c, respectively). The relative concen-
trations of Fe**/0, and Fe**/Ty at 25 °C, however, were
different on both sizes. The large particle (Figure 12b)
exhibited similar relative concentrations of Fe**/O, and Fe**/
T, species while the smaller particle (Figure 12d) showed
higher relative population of Fe**/T species 25 °C.

3.4.2. At Higher Temperatures (12 nm). In the case of 12
nm sample, we further observe that the population of Co**/O,
species decreases while the population of Co®*/T, species
increases as a function of temperature and the presence of
reactants (Figure 12a). This might suggest the migration of
Co** cations from O, to T, sites as a function of reaction
temperature. Such migration would then create Oy site-
vacancies which are then appeared to be filled by Fe®* cations

which migrate from their Ty sites to Oy, (Figure 12b). Such
preference of Fe®" cations for octahedral coordinations over
Co?* cations®® and temperature effect on cationic coordination
exchange in CoFe,0, was previously documented®” and
consistent with this work. Not many differences in the
population of these species were observed when the reactants
were introduced at the same temperature, suggesting that the
temperature is solely responsible for the coordination exchange
and second, the catalyst particles exhibit Co®>"/T4 and Fe**/Oy,
as the most abundant species on the surface as well as in the
bulk of 12 nm particles. The relative population of Fe**/Oy
species remained low at all reaction conditions (Figure 12b).
This interexchange of coordinations between Co and Fe
cations is shown schematically in Figure 12e, suggesting that
these species (Co®*/T4 and Fe**/O},) could be potential active
sites for O, dissociation in ODH of cyclohexane in the case of
12 nm particle.

3.4.3. At Higher Temperatures (7 nm). In the case of 7 nm
CoFe,0, particles, the situation is more complex. Unlike 12
nm particles, the small particles showed significant dependence
on the presence of reactants and the populations of Co Oy, and
T4 species responded accordingly. Examining the concen-
tration profiles in Figure 12¢,d, we propose that as the
temperature increases (e.g, from 25 to 250 °C, without
reactants) Co®" ions migrate from Oy, position to T4 position
creating Oy, site-vacancies, consistent with the behavior of 12
nm particles. These Oy site-vacancies are, however, not
occupied by Fe®" cations and therefore remain vacant. Upon
introducing the reactants (cyclohexane and O, in 1:1 ratio),
some of these Co®"/Ty species (probably on the particle
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Figure 12. MCR ALS concentration profiles of the spectral components as a function of reaction conditions. 12(a) and (b) displays concentration
profiles of Co and Fe cations in 12 nm samples, respectively, 12(c) and (d) displays concentration profiles of Co and Fe cations in 7 nm samples.
25, 250, 300, 350, and 400 indicate the reaction temperature in °C within the XPEEM chamber at pressure 1 X 107'° mbar and 250_Cy, 350_Cy,
and 400_Cy indicate the presence of cyclohexane and O, in 1:1 ratio with total pressure around 2 X 107> mbar at 250, 300, and 400 °C
respectively. The concentration profiles are presented in the chronological order as experiments performed and represent an average behavior of six
particle aggregates at each condition. See Figures S13 and S14 for the evolution of respective spectra of pure species. Figure 12(e) and (f) displays

schematics of cation arrangement in 12 and 7 nm samples, respectively.

surface) again migrate back to Oy, locations, supposedly due to
additional O-species that can form on Co upon O,
dissociation, as previously suggested.’””"

This cycle of Co®" cation migration from Oy, to T4 locations
appeared to be continued until 350 °C (350_Cy, Figure 12c)
without the participation of Fe*" cations. It is worth pointing
out that, at 350 °C, in the presence of reactants (350_Cy), the
resulting final concentration of Co®"/T4 and Co®*/Oy, species
(at 350_Cy) is consistent with the XPS analysis (Figure 9b, 13
wt % used sample) as revealed by complementary XPS (surface
sensitive) and XA (bulk sensitive) analysis and indicate that
this atomic interplay probably reflects the activity at the surface
of the particle.

We argue the reasons that the Fe* cations did not
participate in this interplay as follows: Initially, up to 250
°C, the Fe**/T cations do migrate to O}, locations as observed
by decrease and increase of corresponding concentrations, in
Figure 12d. At higher temperatures, however, in contrast to the
large particles, the decrease in the concentration of Fe**/Ty is
not significant. This allowed us to propose that the initial
observed decrease in Fe*/ Ty cations concentration is mostly
due to the migration of the Fe**/T cations to Oy, locations in
the bulk of the particle. The latter marginal decrease in Fe3t/
T4 concentration might be because the surface Fe**/T cations
could be strongly bound to surrounding RGO support, as
indicated by XPS analysis. Noting the stability of the RGO
support from the TGA data approves the fact that RGO could
remain intact and wrap the smaller NPs efficiently through
Fe®*/T, as a contact point. This wrapping of RGO could mask
Fe®"/Ty cations and expose Fe®*/Oy, cations which then react

with cyclohexane and derived moieties and may reduce to
Fe?*/ Oy, cations due to H-abstraction from cyclohexane. Note
that the XPS analysis did not detect the presence of Fe**/O,
cations on the NPs surface after the ODH reaction which
indicates that such reduction of Fe3*/O,, to Fe**/O,, only took
place under the high vacuum reductive environment in the
XPEEM chamber even in the presence of O,, and at actual
reaction conditions (350 or 400 °C, P ohexane = Por = 0.2
kPa), Fe**/0O,, did not reduce to Fe**/O.

On the other hand, the high benzene selectivities observed
on this sample (RGO-CoFel and 4, Figure 4b) and high
abundance of Fe’*/T sites (XPS, Figure 9a) and higher
predicted affinity of these sites to bind RGO incline us to
propose that the Fe**/T cations could also bind cyclohexane
and cyclohexane-derived species formed during the reaction
given their similar chemical structure (sp2 hybridized carbon)
with RGO. In this case, such strong Fe-cyclohexane
interaction'' could suggest that Fe** cations at Ty locations
are probably responsible for the full dehydrogenation of
cyclohexane to benzene. It is worth noting that in the 12 nm
sample, the Fe*/T, population remained low probably
because most of the Fe**/T cations migrated to O, locations.
This explains the observed higher cyclohexene selectivity
(31%) on the large NPs at higher wt % loading (12 nm, 76 wt
%, Figure 4b) compared to 7 nm 75 wt % sample. Thus,
observing these concentration profiles collectively, we
anticipate that the Fe®" cations at T, locations might be
mainly responsible for full dehydrogenation to benzene
formation. These Fe>*/T, sites can either bind to RGO if
the particle size is smaller or they can migrate to Oy, locations if
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Scheme 1. Elementary Steps in Cyclohexane ODH Reactions on CoFe,0, Nanohybrids
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the particle size is larger; thus, these catalysts represent the
unique way to re-orient the populations of these sites on the
surface of the nanoparticle.

In brief, we observed a dynamic interplay between Co and
Fe cations exchanging their respective locations during the
reaction. For 12 nm particle, unlike 7 nm particle, the Fe**/ T,
species migrate to vacant Oy locations formed due to the
concomitant migration of Co®*/0y, species to Ty locations.
Thus, in the 12 nm particles, most of the Co?* cations are at T
locations and Fe*" cations are at O, locations. The 7 nm
particles, however, can be wrapped by the RGO support to a
higher extent compared to 12 nm particles (consistent with
XPS and kinetic analysis above). Examining the concentration
profiles of Fe species in the 7 nm particles, we anticipate that
the surface Fe** /T species may specifically bind to RGO and
are blocked; thus, they are not able to migrate and occupy the
vacant sites created by the migration of Co* /Oy, species to T,
locations.

Examining the concentration profiles of Fe**/T, species and
how it is affected by the reaction temperature and reactants

13499

and their relative high abundance (Figure 12), we conclude
that Fe3+/Td could represent site A that the kinetic studies
suggest as discussed above. Thus, the CoFe,O, nanoparticle
surface could exhibit bare Fe**/Tj sites and O* species during
the reaction and their relative population decide which
pathway the ODH reaction could follow which in turn can
be controlled by varying wt % contents of CoFe,0, NPs. We
show that in the 12 nm particles, the Fe®*/Ty sites quickly
exchange their coordination with Co?*/Oj, species as discussed
above (Figure 12). The 7 nm particles, on the other hand,
appear to be specifically bound to the RGO support via Fe**/
T, if it is in direct contact with it (13 wt %) (Figures 9 and
12); otherwise, it exhibits a higher fraction of Fe**/T species
(75 wt % sample) which is then used to drive the reaction
toward complete dehydrogenation to form benzene.

Next, the kinetic analysis shows how such cationic
distribution can be used to manipulate the abundance of site
A and site B in order to enhance the cyclohexene selectivity by
promoting its desorption before it undergoes subsequent
dehydrogenation reactions by precisely eliminating the (Fe**/
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Td) sites on the surface of the nanoparticle by varying the
loading of CoFe,0, particles on the RGO support.

3.5. Mechanistic Insights into Cyclohexane Oxidative
Dehydrogenation in a Single Surface Visit: Role of Site
A (Fe3+/Td) and Site B (O*). These observations in Sections
3.3 and 3.4 taken together with the selectivity-conversion
dependence of cyclohexene, benzene, and CO, (Figure 13)
indicate that the cyclohexane oxidative dehydrogenation
proceed via elementary steps shown in Scheme 1, with the
first C—H bond dissociation of cyclohexane as the sole
kinetically relevant step on O*-saturated surfaces (step 3)
consistent with the previously shown DFT analysis."" The
elementary steps shown in Scheme 1 involve the formation of
O* species on the bare metal centers (*, Co>*/Ty and/or
Fe’*/0,) and the k,pp-02 indicate the apparent O, dissociation
constant which contain O, molecular adsorption on (*) and
followed by dissociation forming O*O* species (Step 1)
consistent with recent DFT studies.””’' Adsorption of
cyclohexane on O*O* (or on Fe**/Ty) (step 2, K,4,) followed
by C—H dissociation (step 3, k'c_y) may form cyclohexyl
radical like species (C4*=) which may desorb as cyclohexene
(C6=(g), Kgesory Step 4) or undergo further subsequent
dehydrogenation (k”c_y, step S) to form benzene (C63=(g))
in a single catalytic visit. The abundance of O* or Fe’"/T4 on
the NP surface, would decide the fate of cyclohexane-derived
species to desorb as cyclohexene or undergo subsequent
dehydrogenation to form benzene. In the latter case,
cyclohexane adsorption would occur on Fe**/T,; which
would undergo concomitant subsequent dehydrogenation
forming benzene. Note that cyclohexadiene was not detected
in the experimental conditions used in this work; therefore,
k" c_y combines the rate constants for all the remaining C—H
bond dissociation until benzene formation occurs. The
desorbed cyclohexene can re-adsorb on O*O* sites (or
Fe’'/T, sites) and undergo further dehydrogenation in a
second catalytic visit forming benzene (step 6, k.. sgsom)-

It is worth noting that the selectivity of CO, in this work did
not depend on the changes in the reactor resident times for all
the catalysts studied here, neither its rates of formation
depended on the wt % loading (Figure S8). Such behavior
strongly indicates that the active sites and the intermediates
involve in the formation of CO, are different from those
involved in the dehydrogenation reactions which we surmise to
be OOH species*® without further evidence. The formation of
OOH species could occur by reaction between O* species and
water formed during the ODH reaction (step 7, koom)
followed by their consumption by cyclohexane (step 8) to
form CO, (step 9, kc_c) via C—C bond cleavage through O-
insertion. We show that in this way, the coupled differential
equations that account for the CO, formation, as shown in
Scheme 1, are essentially residence-time-independent and thus
may indicate autocatalysis in the formation of CO,, as ODH
reaction by-product (H,O) is responsible for the formation of
the active sites (OOH) (Supporting information Figure S8,
Section S6). In addition, it is worth mentioning that the recent
theoretical work by Avci et al.*® on CoFe,Q, for O, evolution
reactions predicts the formation and stability of OOH species
specifically on Co atoms, which support the findings of this
work.

We investigate in detail what happens to cyclohexane
molecules in a single visit on the catalytic surface by examining
the cyclohexene selectivity dependence on cyclohexane
conversion on different wt % contents of CoFe,O, particles

on RGO. The presence of two kinds of active sites with
relatively different reactivities toward C—H bond cleavage
could result in either specific desorption of cyclohexene
(kgesors) or subsequent C—H bond cleavage (k”¢_y) to form
benzene in a single surface visit and thus confirming their
presence and relative abundance.

Figure 13 shows the selectivity of cyclohexene (eq 6) at
different levels of cyclohexane conversion (X). The cyclo-
hexane conversion is varied by changing the residence times at
similar cyclohexane and O, partial pressures (Pcydohexane = Py,
= 0.2 kPa) for different wt % loadings. The cyclohexene
selectivities extrapolated to zero conversion reflect the extent
to which cyclohexyl species formed in a primary C—H bond
cleavage event desorb as cyclohexene before undergoing
subsequent C—H bond cleavage to full dehydrogenation.
Thus, such asymptotic selectivities at zero conversion
immediately confirm which site cyclohexane is adsorbed on,
which in turn indicates their relative abundance on the surface
of the particle in a given wt % sample.

These asymptotic selectivities extrapolated to zero con-
version are less than unity and decrease with increasing wt % of
CoFe,0, NPs on RGO, indicative of rates of subsequent C—H
bond cleavage (k”_y, step S) in [C¢*~] species increase as wt
% content of NPs increase. It also suggests the increased
abundance of sites A (Fe*"/T) with increasing wt % content.
The lowest wt % (13 wt % for 7 nm and 26 wt % for 12 nm)
samples leads to asymptotic cyclohexene selectivities near unity
at zero conversion, consistent with the increase in preferential
desorption rates (kgeson, Step 4) over subsequent C—H bond
cleavage events (k" _ y, Step S). The cyclohexene selectivities
decrease with conversion (Figure 13) in all cases because
cyclohexene can re-adsorb and undergo subsequent C—H
bond activation events that form benzene; step 6. Scheme 1.
The slopes in Figure 13 account for the readsorption of
cyclohexene formed in the first event and its subsequent C—H
bond cleavage to form benzene.

S 1 X 1 kWC_H
Cs — 7 1. N “fractional ;
o 1+ kew e 1+ ¥on 2K Ko,
K desorb Kgesorb
(6)

The rate constants for steps 3—5 (Scheme 1) account for the
slope and intercept of the cyclohexene selectivities, as shown in
Figure 13, in a manner that is consistent with the plug-flow
reactor description of the rates of primary and secondary
events along the bed. The resulting coupled differential
equations account for the rates of cyclohexene and benzene
formation and include the rate equations derived from the
elementary steps in Scheme 1 (details in the Supporting
Information Section S6). The dashed lines in Figure 13 are the
best fit to eq 6 and the ratio of Mett was extracted and plotted

desorb
in Figure 14 as a function of different wt % loadings in 7 and
12 nm particles. The estimated small values of the ratios of

"
K C-H

indicate that cyclohexene is the exclusive product formed
desorb

on the samples with lower loadings (13 wt % for 7 nm and 26
wt % 12 nm) in a single catalytic event which desorbs before
undergoing subsequent dehydrogenation. The increase in the
value of the ratio “<-1 with increasing wt % content of CoFe

desorb
NPs renders that the rates for subsequent dehydrogenation
reactions (k"¢ _ ) are higher on high wt % loading samples.
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Figure 14. Ratio of ¥c-it extracted from Figure 13 after fitting to eq 6
desorb

and plotted as a function of wt % loading of (a) 7 nm and (b) 12 nm
CoFe,0, particles deposited on RGO.

This observation is consistent with the prediction of two types
of sites on CoFe particles whose relative abundance is varied
by varying the wt % of NPs on RGO.

On the higher wt % samples, the particles are crowded and
in direct contact with other particles with high abundance of
Fe® /T species (site A) exposed to cyclohexane reactant. Such
crowded surface makes RGO support unable to access and
mask Fe>"/ T sites as it would in case of less-crowded surfaces.
Thus, at higher wt % samples, we specifically expose these
Fe®'/Ty sites in higher abundance which has higher affinity
towards cyclohexane and derived intermediates. Therefore,
cyclohexane undergoes full dehydrogenation on these sites as
observed in Figures 13 and 14. On the contrary, these
aforementioned sites can efficiently bind with RGO support in
samples with lower wt % because these facets are in close
contact with RGO (for 7 nm) or migrate to Oy, location (for 12
nm) thereby decreasing their relative abundance. Therefore,
cyclohexane undergoes only partial dehydrogenation forming
cyclohexene on O* species (site B) which predominantly cover
the surface.

The slopes in Figure 13 are accounted for by the ratio
kmC*H
Ko -mKa,
abstraction in cyclohexene upon its re-adsorption (k"¢ _ ) to
the product of the rate constant for first C—H bond abstraction
in cyclohexane and its adsorption equilibrium constant (k'c _ 4
- K,4)- The larger magnitudes of the slopes observed for
smaller wt % samples (13 wt %, 30 wt % for 7 nm and 26 wt %
for 12 nm) indicates that the C—H bond abstraction in
cyclohexene is easier and faster than that in cyclohexane on O*
sites. The desorbed cyclohexene molecule can re-adsorb on O*
species which are abundant on the lower wt % samples and can
undergo further dehydrogenation to form benzene. The much
smaller magnitudes of the slopes observed on higher wt %
loading samples (75 wt % on 7 nm and 76 wt % on 12 nm)
further indicates rather stronger adsorption (K,4,) and faster
C—H bond abstraction (k' _ ) of cyclohexane compared to
O* species. Thus, these cyclohexane-derived moieties remain
strongly adsorbed preferentially on Fe®*/T sites and undergo
full dehydrogenation, consistent with the pressure dependence

studies shown in Figures 6 and 7.

Our complementary evidence obtained through kinetic and
spectroscopic investigation consistently suggests the presence
of two types of active sites exhibited by CoFe,0O, particles on
the RGO support. Thus, by gradually varying the wt % loading
of CoFe,0, particles on the RGO support, we successfully
manage to expose one of these two sites in abundance
systematically, thus achieving full control over reaction
selectivity (cyclohexene and benzene) without affecting overall

which compares the rate constant of C—H bond

rates. Varying the wt % loading allowed us to gradually
eliminate the Fe**/ Ty sites either by masking them with RGO
or migrating them Oh locations. Such consequences of support
effects on cationic coordination interplay, resulting in exposing
different active sites as desired extends beyond oxidative
dehydrogenation reactions, suggesting that such an approach
could be versatilely employed in reactions which suffer
selectivity control due to thermodynamic limitations.

4. CONCLUSIONS

Here, we conduct a thorough investigation of cyclohexane
oxidative dehydrogenation (ODH) catalyzed by cobalt ferrite
(CoFe,0,) nanoparticles supported on RGO. Using spectro-
scopic (XPEEM and XAS in ex-situ) and kinetic analysis, we
show that CoFe,0,/RGO nanohybrids possess two types of
active sites that have different relative affinities toward
cyclohexane-derived intermediates. We postulate that Fe®*/
T4 species possess high affinity toward cyclohexane and related
intermediates and are responsible for complete cyclohexane
dehydrogenation to benzene in a single catalytic sojourn.
Additionally, we postulate that oxygen-derived species (O*)
are responsible for partial cyclohexane dehydrogenation to
form cyclohexene in a single sojourn. We reveal that these NPs
when deposited on the RGO support undergo dynamic
structural changes as a function of reaction conditions but
only when these particles are not crowded on the RGO
support, and there is sufficient contact between RGO and NPs
(low wt % loading), thus suggesting a unique role of the
support. In the case of large NPs (12 nm), the Fe®"/T cations
migrate to octahedral locations followed by concomitant
migration of Co**/ Oy, cations to tetrahedral sites. In the case
of small NPs (7 nm), we hypothesize that RGO support could
specifically bind to Fe®*/Tj sites, thus masking their exposure
to the reactants, also preventing them migrate to Oh locations.
Thus, in small NPs, Co cations interexchange the positions
from Oy to T4 and back to Oy as a function of reaction
temperature and the presence of reactants, respectively.
Additionally, we also reveal that these NPs are strongly
bound to the RGO support, thus preventing them from
possible agglomeration or collapsing of the mixed-oxide spinel
structure into two different phases (Fe;O, and Co,0;) as a
function of reaction conditions, an effect observed on
unsupported NPs. We use these phenomena and vary the wt
% content of CoFe NPs on RGO gradually which allowed us to
gradually expose either Fe**/T4 or O* species, thus finally
managing to control the reaction selectivity uniquely to
benzene or cyclohexene. The present catalysts, composed of
inexpensive and abundant crustal metals such as Fe and Co,
are demonstrated to be highly efficient, economic, and with
high life-time (~100 h) catalysts, also selective to the
sustainable production of fuels and chemicals, thus offering a
potential solution to an important and challenging target
conversion reaction.
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selectivity—conversion relation (PDF)

B AUTHOR INFORMATION

Corresponding Authors

Shashikant A. Kadam — Department of Nanocatalysis, ].
Heyrovsky Institute of Physical Chemistry of the Czech
Academy of Sciences v.v.i, 18223 Prague, Czech Republic;

orcid.org/0000-0002-4298-4074;

_ Email: shashikant.kadam@jh-inst.cas.cz

Stefan Vajda — Department of Nanocatalysis, J. Heyrovsky
Institute of Physical Chemistry of the Czech Academy of
Sciences v.v.i, 18223 Prague, Czech Republic; © orcid.org/
0000-0002-1879-2099; Email: stefan.vajda@jh-inst.cas.cz

Authors

Stefania Sandoval — Department of Low Dimensional Systems,
J. Heyrovsky Institute of Physical Chemistry of the Czech
Academy of Sciences v.v.i, 18223 Prague, Czech Republic

Zdenek Bastl — Department of Low Dimensional Systems, J.
Heyrovsky Institute of Physical Chemistry of the Czech
Academy of Sciences v.v.i, 18223 Prague, Czech Republic

Karolina Simkovicova — Department of Nanocatalysis, ].
Heyrovsky Institute of Physical Chemistry of the Czech
Academy of Sciences v.v.i, 18223 Prague, Czech Republic;
Department of Physical Chemistry, Faculty of Science,
Palacky University Olomouc, 77900 Olomouc, Czech
Republic

Libor Kvitek — Department of Physical Chemistry, Faculty of
Science, Palacky University Olomouc, 77900 Olomouc, Czech
Republic; ® orcid.org/0000-0003-2005-560X

Juraj Jasik — Department of Nanocatalysis, J. Heyrovsky
Institute of Physical Chemistry of the Czech Academy of
Sciences v.v.i, 18223 Prague, Czech Republic; © orcid.org/
0000-0002-1177-2837

Joanna Elzbieta Olszowka — Department of Nanocatalysis, .
Heyrovsky Institute of Physical Chemistry of the Czech
Academy of Sciences v.v.i, 18223 Prague, Czech Republic

Stanislav Valtera — Department of Nanocatalysis, ]. Heyrovsky
Institute of Physical Chemistry of the Czech Academy of
Sciences v.v.i, 18223 Prague, Czech Republic; Department of
Mathematics, Informatics and Cybernetics, University of
Chemistry and Technology Prague, 166 28 Prague, Czech
Republic

Mykhailo Vaidulych — Department of Nanocatalysis, ].
Heyrovsky Institute of Physical Chemistry of the Czech
Academy of Sciences v.v.i, 18223 Prague, Czech Republic

Jaroslava Moravkova — Department of Structure and
Dynamics in Catalysis, ]. Heyrovsky Institute of Physical
Chemistry of the Czech Academy of Sciences v.v.i, 18223
Prague, Czech Republic

Petr Sazama — Department of Structure and Dynamics in
Catalysis, ]. Heyrovsky Institute of Physical Chemistry of the
Czech Academy of Sciences v.v.i, 18223 Prague, Czech
Republic; ® orcid.org/0000-0001-7795-2681

David Kubicka — Department of Petroleum Technology and
Alternative Fuels, University of Chemistry and Technology
Prague, 166 28 Prague, Czech Republic; ® orcid.org/0000-
0003-2996-7824

Arnaud Travert — Normandie Univ, ENSICAEN,
UNICAEN, CNRS, Laboratoire Catalyse et Spectrochimie,
14000 Caen, France; © orcid.org/0000-0002-9579-8910

Jeroen A. van Bokhoven — ETH Ziirich, Zurich 8093,
Switzerland; ® orcid.org/0000-0002-4166-2284

Alessandro Fortunelli — CNR-ICCOM, Consiglio Nazionale
delle Ricerche, Pisa 56124, Italy; ® orcid.org/0000-0001-
5337-4450

Armin Kleibert — Swiss Light Source, Paul Scherrer Institut,
5232 Villigen PSI, Switzerland; ® orcid.org/0000-0003-
3630-9360

Martin Kalba¢ — Department of Low Dimensional Systems, J.
Heyrovsky Institute of Physical Chemistry of the Czech
Academy of Sciences v.v.i, 18223 Prague, Czech Republic;

orcid.org/0000-0001-9574-4368

Complete contact information is available at:
https://pubs.acs.org/10.1021/acscatal.3c02592

Author Contributions

S.AK. and S.S. have contributed equally. S.A.K.: Conceptual-
ization, catalyst testing, data acquisition, curation and analysis,
investigation, kinetic modeling, XPEEM beamtime measure-
ments, XPEEM data curation and XA spectral data treatment
and analysis, Validation, formal analysis, writing manuscript —
original draft, review and editing, supervision. S.S.: Synthesis of
all the catalyst samples, Hi-res TEM, SEM and TGA
measurements and analysis and writing — original draft, review
and editing, and conceptualization. Z.B.: XPS measurements
and data analysis, writing — review and editing, discussion of
catalytic data and conceptualization. K.S.: Performed catalyst
testing and XPEEM synchrotron beamtime measurements,
review and editing of the manuscript. L.K.: Conceptualization,
writing — review and editing. J.J., Joanna Elzbieta Olszowka:
Performed XPEEM synchrotron beamtime experiments and
data analysis. SK, KS., JJ, S.V. and M.V.: Performed
construction of the catalytic unit and technical support. JJ.,
J.O, StV. and M.V. performed review and edition of the
manuscript. J.M. and P.S.: Measurement of Hi -res TEM
images, analysis, writing, review and editing of the manuscript.
D.K, J.V.B. and A.F.: Conceptualization and discussion on the
catalytic and kinetic data, formal analysis and writing, review
and editing of the manuscript. A.-T.: XAS Data curation and
analysis using Spectrochempy API, Conceptualization, dis-
cussion and understanding of the spectroscopic data, formal
analysis and writing, review and editing of the manuscript.
AXK.: Conceptualization, Performed XPEEM experiments and
coordination, data analysis, writing — review and editing. M.K.:
Conceptualization, supervision, writing — review and editing.
St.V.: Conceptualization, Funding acquisition, Project admin-
istration, discussion and understanding of the spectroscopic
and catalytic data, supervision, writing manuscript — original
draft, review and editing. S.AK. and S.S. contributed equally.
Notes

The authors declare no competing financial interest.

B ACKNOWLEDGMENTS

SK, KS,]J, StV, MV, and S.V. acknowledge support from
the European Union’s Horizon 2020 Research and Innovation
Program under grant agreement no. 810310, which corre-
sponds to the J. Heyrovsky Chair project (“ERA Chair at J.
Heyrovsky Institute of Physical Chemistry AS CR — the
institutional approach towards ERA”). The funders had no role

https://doi.org/10.1021/acscatal.3c02592
ACS Catal. 2023, 13, 13484—13505


https://pubs.acs.org/doi/suppl/10.1021/acscatal.3c02592/suppl_file/cs3c02592_si_001.pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Shashikant+A.+Kadam"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-4298-4074
https://orcid.org/0000-0002-4298-4074
mailto:shashikant.kadam@jh-inst.cas.cz
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="S%CC%8Ctefan+Vajda"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-1879-2099
https://orcid.org/0000-0002-1879-2099
mailto:stefan.vajda@jh-inst.cas.cz
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Stefania+Sandoval"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Zdene%CC%8Ck+Bastl"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Karoli%CC%81na+Simkovic%CC%8Cova%CC%81"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Libor+Kvi%CC%81tek"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-2005-560X
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Juraj+Jas%CC%8Ci%CC%81k"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-1177-2837
https://orcid.org/0000-0002-1177-2837
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Joanna+Elz%CC%87bieta+Olszo%CC%81wka"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Stanislav+Valtera"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Mykhailo+Vaidulych"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jaroslava+Mora%CC%81vkova%CC%81"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Petr+Sazama"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-7795-2681
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="David+Kubic%CC%8Cka"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-2996-7824
https://orcid.org/0000-0003-2996-7824
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Arnaud+Travert"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-9579-8910
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Jeroen+A.+van+Bokhoven"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0002-4166-2284
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Alessandro+Fortunelli"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-5337-4450
https://orcid.org/0000-0001-5337-4450
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Armin+Kleibert"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0003-3630-9360
https://orcid.org/0000-0003-3630-9360
https://pubs.acs.org/action/doSearch?field1=Contrib&text1="Martin+Kalba%CC%81c%CC%8C"&field2=AllField&text2=&publication=&accessType=allContent&Earliest=&ref=pdf
https://orcid.org/0000-0001-9574-4368
https://orcid.org/0000-0001-9574-4368
https://pubs.acs.org/doi/10.1021/acscatal.3c02592?ref=pdf
pubs.acs.org/acscatalysis?ref=pdf
https://doi.org/10.1021/acscatal.3c02592?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Catalysis

pubs.acs.org/acscatalysis

Research Article

in the preparation of the article. SK. acknowledges partial
support by the Barrande Mobility Program, a Joint Czech-
French Research Cooperation grant 8J22FR02S supported by
the Ministry of Education, Youth and Sports of the Czech
Republic and A.T. acknowledges support from the Partenariat
Hubert Curien Barrande (project number 48098VA) for the
exchange states devoted to the analysis of XAS data. J.O., K.S,,
S.K, and ]JJ. acknowledge the use of the SIM beamline of the
Swiss Light Source (SLS), Paul Scherrer Institut, Villigen,
Switzerland. P.S.,, JM.,, and M.K. acknowledge the use of
microscopy facilities provided by the Research Infrastructure
NanoEnviCz (Projects No. LM2023066 and CZ.02.1.01/0.0/
0.0/16_013/0001821) supported by the Ministry of Educa-
tion, Youth and Sports of the Czech Republic and the
European Union — European Structural and Investments
Funds in the frame of Operational Program Research
Development and Education. Z.B,, S.S., and M.K. acknowledge
support from Czech Science Foundation project No. 20-
08633X. A.F. acknowledges networking with the team of the
Heyrovsky Institute enabled within the frames of the CNR-
CAS bilateral project ”"Subnanometer Cluster Catalysts for
Green Chemistry (SNaGC): a Combined Theoretical and
Experimental Thrust” and the COST Action CA21101
(COSY) supported by COST (European Cooperation in
Science and Technology) during conceptualization, discus-
sions of especially the kinetic data and their analysis, and
editing of the manuscript.

B REFERENCES

(1) Bhasin, M. M.; McCain, J. H.; Vora, B. V.; Imai, T.; Pujadé, P. R.
Dehydrogenation and oxydehydrogenation of paraffins to olefins.
Appl. Catal, A 2001, 221, 397—419.

(2) Liu, L.; Corma, A. Isolated metal atoms and clusters for alkane
activation: Translating knowledge from enzymatic and homogeneous
to heterogeneous systems. Chem 2021, 7, 2347—2384.

(3) Demirci, U. B,; Garin, F. From Bifunctional Site to Metal—
Proton Adduct Site in Alkane Reforming Reactions on Sulphated-
Zirconia-Supported Pt or Pd or Ir Catalysts. Catal. Lett. 2001, 76, 45—
S1.

(4) Chen, X; Qin, X; Jiao, Y.; Peng, M.; Diao, J.; Ren, P,; Li, C;
Xiao, D.; Wen, X,; Jiang, Z.; Wang, N.; Cai, X,; Liu, H,; Ma, D.
Structure-dependence and metal-dependence on atomically dispersed
Ir catalysts for efficient n-butane dehydrogenation. Nat. Commun.
2023, 14, 2588.

(5) Jansen, A. P. J; Van Santen, R. A. Hartree-Fock-Slater
calculations on cation-induced changes in the adsorption of carbon
monoxide on iridium tetrameric clusters. J. Phys. Chem. 1990, 94,
6764—6772.

(6) Gonzo, E. E; Boudart, M. Catalytic hydrogenation of
cyclohexene: 3. Gas-phase and liquid-phase reaction on supported
palladium. J. Catal. 1978, S2, 462—471.

(7) Milone, C.; Neri, G.; Donato, A.; Musolino, M. G.; Mercadante,
L. Selective Hydrogenation of Benzene to Cyclohexene on Ru/y-
AI203. J. Catal. 1996, 159, 253—258.

(8) Hu, S.-C.; Chen, Y.-W. Partial Hydrogenation of Benzene to
Cyclohexene on Ruthenium Catalysts Supported on La203—ZnO
Binary Oxides. Ind. Eng. Chem. Res. 1997, 36, S153—5159.

(9) Dummer, N. F; Bawaked, S.; Hayward, J; Jenkins, R;
Hutchings, G. J. Oxidative dehydrogenation of cyclohexane and
cyclohexene over supported gold, palladium and gold—palladium
catalysts. Catal. Today 2010, 154, 2—6.

(10) Feng, H; Elam, J. W,; Libera, J. A; Pellin, M. J; Stair, P. C.
Oxidative dehydrogenation of cyclohexane over alumina-supported
vanadium oxide nanoliths. J. Catal. 2010, 269, 421—431.

(11) Tyo, E. C,; Yin, C,; Di Vece, M.; Qian, Q.; Kwon, G.; Lee, S,;
Lee, B.; DeBartolo, J. E.; Seifert, S.; Winans, R. E; Si, R;; Ricks, B,;

Goergen, S.; Rutter, M.; Zugic, B.; Flytzani-Stephanopoulos, M.;
Wang, Z. W,; Palmer, R. E; Neurock, M,; Vajda, S. Oxidative
Dehydrogenation of Cyclohexane on Cobalt Oxide (Co304)
Nanoparticles: The Effect of Particle Size on Activity and Selectivity.
ACS Catal. 2012, 2, 2409—-2423.

(12) Goergen, S.; Yin, C; Yang, M.; Lee, B;; Lee, S.; Wang, C.; Wu,
P.; Boucher, M. B.; Kwon, G.; Seifert, S.; Winans, R. E,; Vajda, S,;
Flytzani-Stephanopoulos, M. Structure Sensitivity of Oxidative
Dehydrogenation of Cyclohexane over FeOx and Au/Fe304
Nanocrystals. ACS Catal. 2013, 3, 529—539.

(13) Anumula, R; Cui, C; Yang, M; Li, J; Luo, Z. Catalytic
Oxidation of Cyclohexane on Small Silver Clusters Supported by
Graphene Oxide. J. Phys. Chem. C 2019, 123, 21504—21512.

(14) Lee, S.; Halder, A; Ferguson, G. A; Seifert, S.; Winans, R. E;
Teschner, D.; Schlogl, R.; Papaefthimiou, V.; Greeley, J.; Curtiss, L.
A.; Vajda, S. Subnanometer cobalt oxide clusters as selective low
temperature oxidative dehydrogenation catalysts. Nat. Commun. 2019,
10, 954.

(15) Rensel, D. J.; Kim, J.; Jain, V.; Bonita, Y.; Rai, N.; Hicks, J. C.
Composition-directed FeXMo2—XP bimetallic catalysts for hydro-
deoxygenation reactions. Catal. Sci. Technol. 2017, 7, 1857—1867.

(16) Bonita, Y.; Hicks, J. C. Periodic Trends from Metal Substitution
in Bimetallic Mo-Based Phosphides for Hydrodeoxygenation and
Hydrogenation Reactions. J. Phys. Chem. C 2018, 122, 13322—13332.

(17) Bonita, Y.; Jain, V.; Geng, F.; O’Connell, T. P.; Wilson, W. N;
Rai, N.; Hicks, J. C. Direct synthesis of furfuryl alcohol from furfural:
catalytic performance of monometallic and bimetallic Mo and Ru
phosphides. Catal. Sci. Technol. 2019, 9, 3656—3668.

(18) Chang, S. A.; Sampath, A.; Flaherty, D. W. The Effects of P-
Atoms on the Selective Dehydrogenation of C6H10 over Model Ru
Surfaces. J. Phys. Chem. C 2020, 124, 18070—18080.

(19) Janesko, B. G.; Scalmani, G.; Frisch, M. J. How far do electrons
delocalize? J. Chem. Phys. 2014, 141, 144104.

(20) Jindra, M.; Velicky, M.; Bousa, M.; Abbas, G.; Kalbac, M.;
Frank, O. Localized Spectroelectrochemical Identification of Basal
Plane and Defect-Related Charge-Transfer Processes in Graphene. J.
Phys. Chem. Lett. 2022, 13, 642—648.

(21) Liy, Y.; Duan, R; Li, X.; Luo, L.; Gong, J; Zhang, G.; Li, Y.; Li,
Z. Unraveling the Electronic Effect of Transition-Metal Dopants (M =
Fe, Co, Ni, and Cu) and Graphene Substrate on Platinum-Transition
Metal Dimers for Hydrogen Evolution Reaction. Inorg. Chem. 2022,
61, 13210—13217.

(22) Navalon, S.; Dhakshinamoorthy, A.; Alvaro, M.; Garcia, H.
Metal nanoparticles supported on two-dimensional graphenes as
heterogeneous catalysts. Coord. Chem. Rev. 2016, 312, 99—148.

(23) Loy, Y;; Xu, J.; Zhang, Y.; Pan, C; Dong, Y,; Zhu, Y. Metal-
support interaction for heterogeneous catalysis: from nanoparticles to
single atoms. Mater. Today Nano 2020, 12, 100093—100116.

(24) Zbhao, Q; Yan, Z; Chen, C.; Chen, J. Spinels: Controlled
Preparation, Oxygen Reduction/Evolution Reaction Application, and
Beyond. Chem. Rev. 2017, 117, 10121—10211.

(25) Mahala, C.; Sharma, M. D.; Basu, M. 2D Nanostructures of
CoFe204 and NiFe204: Efficient Oxygen Evolution Catalyst.
Electrochim. Acta 2018, 273, 462—473.

(26) Borah, B. J; Yamada, Y.; Bharali, P. Unravelling the Role of
Metallic Cu in Cu-CuFe204/C Nanohybrid for Enhanced Oxygen
Reduction Electrocatalysis. ACS Appl. Energy Mater. 2020, 3, 3488—
3496.

(27) Reddy, G. K; Gunasekera, K; Boolchand, P.; Dong, J;
Smirniotis, P. G. High Temperature Water Gas Shift Reaction over
Nanocrystalline Copper Codoped-Modified Ferrites. J. Phys. Chem. C
2011, 115, 7586—759S.

(28) Zhang, S.; Shan, J.; Nie, L.; Nguyen, L.; Wu, Z.; Tao, F. In situ
studies of surface of NiFe204 catalyst during complete oxidation of
methane. Surf. Sci. 2016, 648, 156—162.

(29) Liu, F; Dai, J; Liy, J.; Yang, Y.; Fang, R. Density Functional
Theory Study on the Reaction Mechanism of Spinel CoFe204 with
CO during Chemical-Looping Combustion. J. Phys. Chem. C 2019,
123, 17335—17342.

https://doi.org/10.1021/acscatal.3c02592
ACS Catal. 2023, 13, 13484—13505


https://doi.org/10.1016/S0926-860X(01)00816-X
https://doi.org/10.1016/j.chempr.2021.04.001
https://doi.org/10.1016/j.chempr.2021.04.001
https://doi.org/10.1016/j.chempr.2021.04.001
https://doi.org/10.1023/A:1016707621813
https://doi.org/10.1023/A:1016707621813
https://doi.org/10.1023/A:1016707621813
https://doi.org/10.1038/s41467-023-38361-4
https://doi.org/10.1038/s41467-023-38361-4
https://doi.org/10.1021/j100380a043?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/j100380a043?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/j100380a043?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/0021-9517(78)90352-4
https://doi.org/10.1016/0021-9517(78)90352-4
https://doi.org/10.1016/0021-9517(78)90352-4
https://doi.org/10.1006/jcat.1996.0086
https://doi.org/10.1006/jcat.1996.0086
https://doi.org/10.1021/ie970300y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ie970300y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ie970300y?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.cattod.2010.03.031
https://doi.org/10.1016/j.cattod.2010.03.031
https://doi.org/10.1016/j.cattod.2010.03.031
https://doi.org/10.1016/j.jcat.2009.11.026
https://doi.org/10.1016/j.jcat.2009.11.026
https://doi.org/10.1021/cs300479a?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cs300479a?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cs300479a?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cs3007582?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cs3007582?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/cs3007582?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.9b04405?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.9b04405?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.9b04405?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1038/s41467-019-08819-5
https://doi.org/10.1038/s41467-019-08819-5
https://doi.org/10.1039/C7CY00324B
https://doi.org/10.1039/C7CY00324B
https://doi.org/10.1021/acs.jpcc.7b09363?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.7b09363?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.7b09363?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1039/C9CY00705A
https://doi.org/10.1039/C9CY00705A
https://doi.org/10.1039/C9CY00705A
https://doi.org/10.1021/acs.jpcc.0c04389?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.0c04389?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.0c04389?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1063/1.4897264
https://doi.org/10.1063/1.4897264
https://doi.org/10.1021/acs.jpclett.1c03466?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpclett.1c03466?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.2c02192?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.2c02192?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.inorgchem.2c02192?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.ccr.2015.12.005
https://doi.org/10.1016/j.ccr.2015.12.005
https://doi.org/10.1016/j.mtnano.2020.100093
https://doi.org/10.1016/j.mtnano.2020.100093
https://doi.org/10.1016/j.mtnano.2020.100093
https://doi.org/10.1021/acs.chemrev.7b00051?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.7b00051?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.7b00051?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.electacta.2018.04.079
https://doi.org/10.1016/j.electacta.2018.04.079
https://doi.org/10.1021/acsaem.0c00006?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsaem.0c00006?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acsaem.0c00006?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp2003084?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp2003084?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.susc.2015.12.011
https://doi.org/10.1016/j.susc.2015.12.011
https://doi.org/10.1016/j.susc.2015.12.011
https://doi.org/10.1021/acs.jpcc.9b03826?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.9b03826?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.9b03826?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
pubs.acs.org/acscatalysis?ref=pdf
https://doi.org/10.1021/acscatal.3c02592?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Catalysis

pubs.acs.org/acscatalysis

Research Article

(30) Rushiti, A,; Hattig, C. Activation of Molecular O2 on CoFe2
04 (001) Surfaces: An Embedded Cluster Study. Chemistry 2021, 27,
17115—17126.

(31) Rushiti, A; Hittig, C.; Wen, B.; Selloni, A. Structure and
Reactivity of Pristine and Reduced Spinel CoFe204 (001)/(100)
Surfaces. J. Phys. Chem. C 2021, 125, 9774—9781.

(32) Anke, S; Bendt, G.; Sinev, L; Hajiyani, H,; Antoni, H,;
Zegkinoglou, I; Jeon, H.; Pentcheva, R.; Roldan Cuenya, B.; Schulz,
S.; Muhler, M. Selective 2-Propanol Oxidation over Unsupported
Co304 Spinel Nanoparticles: Mechanistic Insights into Aerobic
Oxidation of Alcohols. ACS Catal. 2019, 9, 5974—598S.

(33) Koel, B. E;; Blank, D. A; Carter, E. A. Thermochemistry of the
selective dehydrogenation of cyclohexane to benzene on Pt surfaces. J.
Mol. Catal. A: Chem. 1998, 131, 39—53.

(34) Aghavnian, T.; Moussy, J. B.; Stanescu, D.; Belkhou, R;
Jedrecy, N.; Magnan, H.; Ohresser, P.; Arrio, M. A,; Sainctavit, P.;
Barbier, A. Determination of the cation site distribution of the spinel
in multiferroic CoFe204/BaTiO3 layers by X-ray photoelectron
spectroscopy. J. Electron Spectrosc. Relat. Phenom. 2015, 202, 16—21.

(35) de Lima Alves, T. M.; Amorim, B. F; Torres, M. A. M,;
Bezerra, C. G.; de Medeiros, S. N.; Gastelois, P. L.; Outon, L. E. F.; de
Almeida Macedo, W. A. Wasp-waisted behavior in magnetic hysteresis
curves of CoFe204 nanopowder at a low temperature: experimental
evidence and theoretical approach. RSC Adv. 2017, 7, 22187—-22196.

(36) Fantauzzi, M.; Secci, F.; Sanna Angotzi, M.; Passiu, C.; Cannas,
C.; Rossi, A. Nanostructured spinel cobalt ferrites: Fe and Co
chemical state, cation distribution and size effects by X-ray
photoelectron spectroscopy. RSC Adv. 2019, 9, 19171—-19179.

(37) Shitley, D. A. High-Resolution X-Ray Photoemission Spectrum
of the Valence Bands of Gold. Phys. Rev. B 1972, 5, 4709—4714.

(38) Lesiak, B.; Trykowski, G.; Téth, J.; Biniak, S.; Kovér, L.;
Rangam, N.; Stobinski, L.; Malolepszy, A. Chemical and structural
properties of reduced graphene oxide—dependence on the reducing
agent. J. Mater. Sci. 2021, 56, 3738—3754.

(39) Koinuma, M.; Tateishi, H.; Hatakeyama, K; Miyamoto, S.;
Ogata, C.; Funatsu, A; Taniguchi, T.; Matsumoto, Y. Analysis of
Reduced Graphene Oxides by X-ray Photoelectron Spectroscopy and
Electrochemical Capacitance. Chem. Lett. 2013, 42, 924—926.

(40) Scofield, J. H. Hartree-Slater subshell photoionization cross-
sections at 1254 and 1487 eV. ]. Electron Spectrosc. Relat. Phenom.
1976, 8, 129—137.

(41) Casa Software Ltd. CasaXPS: Processing Software for XPS,
AES, SIMS and More. http://www.casaxps.com/ (accessed Decem-
ber-15-2022).

(42) Le Guyader, L.; Kleibert, A; Fraile Rodriguez, A.; El
Moussaoui, S.; Balan, A.,; Buzzi, M.; Raabe, J.; Nolting, F. Studying
nanomagnets and magnetic heterostructures with X-ray PEEM at the
Swiss Light Source. J. Electron Spectrosc. Relat. Phenom. 2012, 185,
371-380.

(43) Vijayakumar, J.; Savchenko, T. M.; Bracher, D. M.; Lumbeeck,
G.; Béché, A,; Verbeeck, J.; Vajda, §,5 Nolting, F.; Vaz, C. A. F;
Kleibert, A. Absence of a pressure gap and atomistic mechanism of the
oxidation of pure Co nanoparticles. Nat. Commun. 2023, 14, 174.

(44) Sarma, B. B.; Maurer, F.; Doronkin, D. E.; Grunwaldt, J. D.
Design of Single-Atom Catalysts and Tracking Their Fate Using
Operando and Advanced X-ray Spectroscopic Tools. Chem. Rev.
2023, 123, 379—444.

(4S) de Juan, A; Rutan, S. C.; Tauler, R, Two-Way Data Analysis:
Multivariate Curve Resolution, Iterative Methods. In Comprehensive
Chemometrics, 2nd edition, Brown, S., Tauler, R., Walczak, B., Eds,;
Elsevier: Oxford, 2019; pp. 153—171.

(46) Voronov, A.; Urakawa, A,; Beek, W. V.; Tsakoumis, N. E.;
Emerich, H.; Ronning, M. Multivariate curve resolution applied to in
situ X-ray absorption spectroscopy data: An efficient tool for data
processing and analysis. Anal. Chim. Acta 2014, 840, 20—27.

(47) Cassinelli, W. H.; Martins, L.; Passos, A. R;; Pulcinelli, S. H.;
Santilli, C. V.; Rochet, A.; Briois, V. Multivariate curve resolution
analysis applied to time-resolved synchrotron X-ray Absorption

Spectroscopy monitoring of the activation of copper alumina catalyst.
Catal. Today 2014, 229, 114—122.

(48) Arnaud, T.; Christian, F. SpectroChemPy, a framework for
processing, analyzing and modeling spectroscopic data for chemistry
with Python (version 0.4.9.dev16), 2022.

(49) Travert, A. F. et al.. https://www.spectrochempy.fr (accessed
May 16 2022).

(50) Chen, C. L;; Dong, C. L; Rao, S. M.; Chern, G.; Chen, M. C;
Wu, M. K; Chang, C. L. Investigation of the valence states of Fe and
Co in Fel—xCoxOy (0&lt;x&lt;1) thin films by x-ray absorption
spectroscopy. J. Phys.: Condens. Matter 2008, 20, No. 255236.

(51) U.S. Department of Commerce National Bureau of Standards.
Standard X-ray Diffraction Powder Patterns; United States Department
of Commerce: 1971; p. 22.

(52) Jia, B; Gao, L. Morphological Transformation of Fe304
Spherical Aggregates from Solid to Hollow and Their Self-Assembly
under an External Magnetic Field. J. Phys. Chem. C 2008, 112, 666—
671.

(53) Chen, J.; Sun, Z.; Balakotaiah, V.; Bollini, P. A global kinetic
model for the oxidative dehydrogenation of ethane over mixed metal
oxide catalysts at supra-ambient pressures. Chem. Eng. ]. 2022, 44S,
136605—136621.

(54) Madon, R. J.; Boudart, M. Experimental criterion for the
absence of artifacts in the measurement of rates of heterogeneous
catalytic reactions. Ind. Eng. Chem. Fundam. 1982, 21, 438—447.

(55) Che, M.; Tench, A. J., Characterization and Reactivity of
Molecular Oxygen Species on Oxide Surfaces. In Advances in Catalysis,
Eley, D. D.; Pines, H.; Weisz, P. B,, Eds.; Academic Press: 1983; Vol.
32, pp. 1-148.

(56) Chin, Y. H.; Buda, C.; Neurock, M.; Iglesia, E. Reactivity of
chemisorbed oxygen atoms and their catalytic consequences during
CH4-02 catalysis on supported Pt clusters. J. Am. Chem. Soc. 2011,
133, 15958—15978.

(57) Zasada, F.; Piskorz, W.; Janas, J.; Budiyanto, E,; Sojka, Z.
Dioxygen Activation Pathways over Cobalt Spinel Nanocubes—From
Molecular Mechanism into Ab Initio Thermodynamics and 1602/
1802 Exchange Microkinetics. J. Phys. Chem. C 2017, 121, 24128—
24143.

(58) Lachkov, P. T.; Chin, Y.-H. Catalytic consequences of reactive
oxygen species during C3H6 oxidation on Ag clusters. J. Catal. 2018,
366, 127—138.

(59) Montemore, M. M.; van Spronsen, M. A,; Madix, R. J.; Friend,
C. M. O2 Activation by Metal Surfaces: Implications for Bonding and
Reactivity on Heterogeneous Catalysts. Chem. Rev. 2018, 118, 2816—
2862.

(60) Tanuma, S.; Powell, C. J.; Penn, D. R. Calculations of electron
inelastic mean free paths (IMFPS). IV. Evaluation of calculated
IMFPs and of the predictive IMFP formula TPP-2 for electron
energies between 50 and 2000 eV. Surf. Interface Anal. 1993, 20, 77—
89.

(61) Bagus, P. S.; Nelin, C. J.; Brundle, C. R;; Crist, B. V.; Lahiri, N.;
Rosso, K. M. Combined multiplet theory and experiment for the Fe
2p and 3p XPS of FeO and Fe203. J. Chem. Phys. 2021, 154,
No. 094709.

(62) Nappini, S; Magnano, E; Bondino, F; Pf§, L; Barla, A;
Fantechi, E.; Pineider, F.; Sangregorio, C.; Vaccari, L.; Venturelli, L.;
Baglioni, P. Surface Charge and Coating of CoFe204 Nanoparticles:
Evidence of Preserved Magnetic and Electronic Properties. J. Phys.
Chem. C 2018, 119, 25529—-25541.

(63) Gao, L; Liu, Z; Yang, Z.; Cao, L.; Feng, C.; Chu, M.; Tang, J.
Synthesis and magnetism property of manganese ferrite MnFe204 by
selective reduction and oxidization roasting process. Appl. Surf. Sci.
2020, 508, No. 145292.

(64) Moyer, J. A;; Vaz, C. A. F.; Negusse, E.; Arena, D. A.; Henrich,
V. E. Controlling the electronic structure of Co(;) Fe(y,y) Oy thin
films through iron doping. Phys. Rev. B 2011, 83, No. 035121.

(65) Zhou, S.; Potzger, K.; Xu, Q.; Kuepper, K.; Talut, G.; Marks,
D.; Miicklich, A.; Helm, M.; Fassbender, J.; Arenholz, E.; Schmidt, H.
Spinel ferrite nanocrystals embedded inside ZnO: Magnetic,

https://doi.org/10.1021/acscatal.3c02592
ACS Catal. 2023, 13, 13484—13505


https://doi.org/10.1002/chem.202102784
https://doi.org/10.1002/chem.202102784
https://doi.org/10.1021/acs.jpcc.1c01881?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.1c01881?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.1c01881?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.9b01048?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.9b01048?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.9b01048?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/S1381-1169(97)00255-0
https://doi.org/10.1016/S1381-1169(97)00255-0
https://doi.org/10.1016/j.elspec.2015.02.006
https://doi.org/10.1016/j.elspec.2015.02.006
https://doi.org/10.1016/j.elspec.2015.02.006
https://doi.org/10.1039/C6RA28727A
https://doi.org/10.1039/C6RA28727A
https://doi.org/10.1039/C6RA28727A
https://doi.org/10.1039/C9RA03488A
https://doi.org/10.1039/C9RA03488A
https://doi.org/10.1039/C9RA03488A
https://doi.org/10.1103/PhysRevB.5.4709
https://doi.org/10.1103/PhysRevB.5.4709
https://doi.org/10.1007/s10853-020-05461-1
https://doi.org/10.1007/s10853-020-05461-1
https://doi.org/10.1007/s10853-020-05461-1
https://doi.org/10.1246/cl.130152
https://doi.org/10.1246/cl.130152
https://doi.org/10.1246/cl.130152
https://doi.org/10.1016/0368-2048(76)80015-1
https://doi.org/10.1016/0368-2048(76)80015-1
http://www.casaxps.com/
https://doi.org/10.1016/j.elspec.2012.03.001
https://doi.org/10.1016/j.elspec.2012.03.001
https://doi.org/10.1016/j.elspec.2012.03.001
https://doi.org/10.1038/s41467-023-35846-0
https://doi.org/10.1038/s41467-023-35846-0
https://doi.org/10.1021/acs.chemrev.2c00495?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.2c00495?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.aca.2014.06.050
https://doi.org/10.1016/j.aca.2014.06.050
https://doi.org/10.1016/j.aca.2014.06.050
https://doi.org/10.1016/j.cattod.2013.10.077
https://doi.org/10.1016/j.cattod.2013.10.077
https://doi.org/10.1016/j.cattod.2013.10.077
https://www.spectrochempy.fr
https://doi.org/10.1088/0953-8984/20/25/255236
https://doi.org/10.1088/0953-8984/20/25/255236
https://doi.org/10.1088/0953-8984/20/25/255236
https://doi.org/10.1021/jp0763477?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp0763477?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/jp0763477?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.cej.2022.136605
https://doi.org/10.1016/j.cej.2022.136605
https://doi.org/10.1016/j.cej.2022.136605
https://doi.org/10.1021/i100008a022?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/i100008a022?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/i100008a022?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja202411v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja202411v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/ja202411v?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.7b09597?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.7b09597?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.7b09597?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.jcat.2018.07.011
https://doi.org/10.1016/j.jcat.2018.07.011
https://doi.org/10.1021/acs.chemrev.7b00217?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.chemrev.7b00217?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1002/sia.740200112
https://doi.org/10.1002/sia.740200112
https://doi.org/10.1002/sia.740200112
https://doi.org/10.1002/sia.740200112
https://doi.org/10.1063/5.0039765
https://doi.org/10.1063/5.0039765
https://doi.org/10.1021/acs.jpcc.5b04910?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acs.jpcc.5b04910?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1016/j.apsusc.2020.145292
https://doi.org/10.1016/j.apsusc.2020.145292
https://doi.org/10.1103/PhysRevB.83.035121
https://doi.org/10.1103/PhysRevB.83.035121
https://doi.org/10.1103/PhysRevB.80.094409
pubs.acs.org/acscatalysis?ref=pdf
https://doi.org/10.1021/acscatal.3c02592?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Catalysis pubs.acs.org/acscatalysis

Research Article

electronic, and magnetotransport properties. Phys. Rev. B 2009, 80,
No. 094409.

(66) Walsh, A.; Wei, S.-H.; Yan, Y.; Al-Jassim, M. M.; Turner, J. A.;
Woodhouse, M.; Parkinson, B. A. Structural, magnetic, and electronic
properties of the Co-Fe-Al oxide spinel system: Density-functional
theory calculations. Phys. Rev. B 2007, 76, No. 165119.

(67) Liu, N; Dy, P.; Zhou, P.; Tanguturi, R. G.; Qi, Y.; Zhang, T,;
Zhuang, C. Annealing temperature effects on the cation distribution
in CoFe204 nanofibers. Appl. Surf. Sci. 2020, 532, No. 147440.

(68) Avci, O. N.; Sementa, L.; Fortunelli A. Mechanisms of the
Oxygen Evolution Reaction on NiFe204 and CoFe204 Inverse-
Spinel Oxides. ACS Catal. 2022, 12, 9058—9073.

13505

https://doi.org/10.1021/acscatal.3c02592
ACS Catal. 2023, 13, 13484—13505


https://doi.org/10.1103/PhysRevB.80.094409
https://doi.org/10.1103/PhysRevB.76.165119
https://doi.org/10.1103/PhysRevB.76.165119
https://doi.org/10.1103/PhysRevB.76.165119
https://doi.org/10.1016/j.apsusc.2020.147440
https://doi.org/10.1016/j.apsusc.2020.147440
https://doi.org/10.1021/acscatal.2c01534?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.2c01534?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
https://doi.org/10.1021/acscatal.2c01534?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as
pubs.acs.org/acscatalysis?ref=pdf
https://doi.org/10.1021/acscatal.3c02592?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

