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Ethylene epoxidation is one of the fundamental industrial reactions, garnering extensive theoretical and
experimental studies. While silver has traditionally been the catalyst of choice for this reaction, copper has
received comparatively little attention. In this study, we apply a coverage-dependent microkinetic modeling
to quantitatively investigate ethylene epoxidation on Cu(111), serving as a model system to study the
intrinsic activity and selectivity of Cu catalysts. The coverage-dependent simulation takes into account both
self and cross-interactions of adsorbates, as well as the coverage effects on the transition states of each
elementary step. In contrast, the coverage-independent modeling is conducted without considering
coverage effects. We observe that the coverage-dependent modelling reveals the Cu(111) surface with
coverage exceeding 30% oxygen atoms with a high turnover frequency (log(TOF) = 2.65) at 500 K. In
contrast, the coverage-independent results indicate the Cu(11l) surface being completely covered by
oxygen atoms, leading to detrimental poisoning effects (log(TOF) = -2.47). We show that the EO selectivity
on Cu(111) can be at a high level of 80% under all studied conditions in contrast to only ~40% EO
selectivity on Ag(111). Detailed structural analyses unveil the fundamental reasons why Cu catalysts are
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more selective for ethylene epoxidation. Furthermore, we suggest that reducing temperature and

rsc.li/catalysis increasing oxygen pressure can effectively improve EO selectivity for industrial ethylene epoxidation.
The main oxidation involves the interaction of ethylene
with adsorbed oxygen atoms on the metal surface, leading to

1. Introduction

Ethylene epoxidation plays a crucial role in the industry due
to the wide range of applications of ethylene epoxide. One
notable example is the increased demand for medical
equipment disinfectants in recent years, representing a
primary ethylene epoxide utilization. Furthermore, ethylene
epoxide serves as a precursor for various complex chemical
products, including ethylene glycol and ethanolamine. Over
the past century, numerous studies on epoxidation have been
reported, contributing to the continuous advancement of the
ethylene industry."” The industrial relevance of EO has
driven extensive research into the development of efficient
and selective catalysts, with transition metal catalysts being
the most prominent for this transformation.
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the formation of ethylene epoxide or acetaldehyde through
the oxametallocycle (OME) intermediate, as depicted in
Scheme 1. Significant research has been conducted to
comprehend the mechanism of ethylene epoxidation on
metal catalyst surfaces.®® In this regard, a study was
conducted by Liu and co-workers on the process of ethylene
epoxidation on silver surfaces, which employed machine
learning for global pathway sampling. The study identified
three reaction pathways and emphasized the often-neglected
dehydrogenation pathway via the OME intermediate. This

insightful study provides meaningful and valuable
e}
/N
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Metal Catalysts
CHy + Oy =—— Oxametallocycle (OME)
CHj,
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O=cH

Scheme 1 Selective competition steps of ethylene epoxidation. In the
reaction, OME intermediates are generated on the surface of metal
catalysts, followed by parallel production of ethylene epoxide and
acetaldehyde.
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information regarding the ethylene epoxidation process on
silver-based catalysts.

The selectivity of ethylene epoxide (EO) is a critical
parameter for evaluating the performance of an ethylene
catalyst. In traditional industrial ethylene production, silver
catalysts supported on alumina are widely employed to
enhance EO selectivity.''™* Currently, various industrial
catalysts have demonstrated the ability to achieve high EO
selectivity. For instance, Ag/Al,O; catalysts doped with alkali
metals'®"® and Re/Cs/Ag/Al,O; catalysts doped with sulfur
and molybdenum oxide'®'” have shown promising results.
Another approach involves the utilization of chlorine as a
dopant to improve EO selectivity.'™'*'® However, the
complexity of dopants and the high cost of precious metal
materials pose significant challenges to the development of
industrial ethylene epoxidation catalysts. Therefore, achieving
high EO selectivity at a lower cost has emerged as a pivotal
concern in the ethylene oxidation industry. Copper,
belonging to the same group as silver and gold but less
expensive, has long been considered a primary candidate for
replacing silver catalysts due to its commercial value and
similar chemical properties."® > Previous studies have
demonstrated that utilizing copper exhibits significantly
higher selectivity in the epoxidation of olefins such as
ethylene,>** styrene,>>° methyl styrene,> and propylene®®
compared to silver catalysts. However, there is still ongoing
debate regarding the intermediates, reaction networks, and
reaction kinetics involved in ethylene epoxidation on
Cu(111). The details of ethylene epoxidation on Cu(111) are
still shrouded in mist. Given the exceptional performance of
copper in olefin epoxidation, there is a clear need for a
comprehensive investigation into the mechanism and
intrinsic activity of ethylene epoxidation on Cu(111). In
addition, comparing the activity and selectivity of the Cu(111)
model system to those of Ag(111) may provide some insights
into ethylene epoxidation.

In recent years, there has been a notable application of
first-principles-based microkinetic modeling
heterogeneous catalytic systems, yielding promising
outcomes.?*? This approach enables the determination of
the rates of all given elementary steps, thereby facilitating
quantitative studies on the activity and selectivity of
different products.**>> Moreover, the utilization of
coverage-dependent microkinetic models has proven
valuable in quantifying conflicting findings and reconciling
oversimplified theoretical frameworks.**™° This highlights
the significance of considering the coverage effect to obtain
precise kinetic results. Previous studies on ethylene
epoxidation on silver surfaces have demonstrated that
considering the coverage effect is crucial for obtaining
consistent kinetic results that align with experimental
values. Conversely, neglecting the coverage effect leads to
significant distortions in the obtained results.”” While there
have been brief investigations into ethylene epoxidation on
Cu(111), these studies have primarily focused on
fundamental aspects, and more comprehensive quantitative
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simulation models are desirable. Furthermore, the detailed
structures of various intermediates, transition states, and
surface-adsorbed species still require to be determined.
Therefore, there is a pressing need for a systematic
investigation of ethylene epoxidation on Cu(111) to establish
a robust theoretical foundation for the design and
development of novel copper-based catalysts.

In this work, the ethylene epoxidation on Cu(111) was
systematically studied utilizing DFT calculations and first-
principles-based microkinetic modeling. We are addressing
the following issues: (i) what are the reaction networks of
ethylene epoxidation on Cu(111)? Is EO the main product?
(ii) Is Cu(111) more suitable as a catalyst for ethylene
epoxidation than Ag(111)? (iii) Does oxygen coverage affect
ethylene epoxidation on Cu(111)? If so, what quantitative
insights could be obtained through the coverage-dependent
microkinetic analysis? In the subsequent sections, we will
provide detailed findings and explanations attacking the
abovementioned questions. Primarily, the self-consistent
coverage-dependent microkinetic model was established to
clarify the mechanism of ethylene epoxidation on Cu(111).
Comprehensive inclusion of the interactions of all surface
adsorption species and transition states (TSs) involved in the
catalytic cycle was ensured. The ethylene epoxidation activity
and selectivity on Cu(111) were determined utilizing the
coverage-dependent microkinetic model, yielding results
consistent with experimental values. Based on the findings
from the coverage-dependent microkinetic model, several
suggestions for optimizing the operational conditions of
ethylene epoxidation were proposed. Moreover, it has been
demonstrated that the conventional model used in
heterogeneous catalysis fails to yield appropriate results for
ethylene epoxidation and may not be applicable to other
reaction systems.

2. Computational method
2.1 Energy calculation

The ethylene epoxidation was studied using calculations of
density functional theory (DFT). All the DFT calculations were
performed utilizing the Vienna ab initio Simulation Package
(VASP).*"** The generalized gradient approximation (GGA)
Perdew-Burke-Ernzerhof (PBE) functional was adopted for all
ground state calculations.”> The projector-augmented-wave
(PAW) pseudopotentials were utilized with 400 eV cutoff
energy.”* The constrained minimization method was
utilized for the transition state search.*”™*® The Cu(111)
surface was modeled by a p(3 x 3) supercell, which was
sampled with a 2 x 2 x 1 Monkhorst-Pack k-point mesh.*’
The DFT-D3 approximation method was utilized to include
van der Waals (vdW) interactions.’® In all the simulations,
the vacuum layer was built at a thickness of 12 A. The desired
level of structural optimization accuracy was achieved when
the forces on the relaxed atoms were below 0.05 eV A™. All
the free energies were obtained based on calculated potential
energies with thermodynamic corrections. All the gas-phase

This journal is © The Royal Society of Chemistry 2024
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molecules were optimized in a (10 x 10 x 10) A® box with the
thermodynamic correction calculated by Gaussian 09.>"

2.2 Microkinetic models

The ethylene epoxidation on Cu(111) was thoroughly
investigated using coverage-dependent microkinetic models.
Table 1 presents the nine elementary steps that are widely
acknowledged for ethylene epoxidation on metal surfaces.
Among them, k; and k; denote the forward and reverse
reaction rate constants, respectively, while r; represents the
reaction rate of the i-th step. The rate constant calculation
incorporates the transition state theory, as follows,

: (1)

In the equation, T is temperature, AG} is the standard
Gibbs free energy of activation barrier between transition
state and initial state for step i, kg is the Boltzmann constant,
and £ is the Planck's constant.

Considering the coverage effect, the adsorption energies
under different coverages could be defined as,

Gads(en) = Gn - Gn—l - Ggas (2)

where G, is the free energy of all the environmental species
and a target adsorbate on the surface, G, is the free energy
of n — 1 environmental species on the surface, and G, is the
free energy of the adsorbate in the gas phase. The targeted
adsorbates include surface species influenced by coverage
effects, such as oxygen atoms, oxygen molecules, OME

intermediates, and transition states. Specifically, the
environmental species considered are adsorbed oxygen
atoms.

There are nine active site on the Cu(111) surface, which
are defined as 100% coverage when all of them are occupied,
namely, one monolayer (1 ML). Each surface species occupies
only one active site. Consequently, if there is an adsorbed
oxygen atom on the surface, the coverage is 0.11 ML, which
is the coverage employed in the coverage-independent
modeling. The two-line model was utilized to simulate the
adsorption energy and activation barrier of all surface
adsorbates affected by coverage effects.****?° The two-line

Table 1 Elementary steps and reaction rate equations of ethylene
epoxidation on Cu(111). * represents a surface free site

Elementary step Rate equations

EO* — EO(g) + *
AAY — AA(g) +

rg = kgOpo — k-sProb
To = koOpa — k_oPap0x

1 Og(g) + 2*‘*0’?‘ r = klPOZHi—k,IHOZ

2 CoH,(g) + * — C,Hj 12 = koPcn,0x = k20c,m,

3 0%* —20* rs = ksllo, = k300’

4 C,H} + O* — OME* + * 74 = kaOc,n,00 — k-abomel=
5 C,H,(g) + O* — OME* rs = ksPc,u,00 = kesOome
6 OME* — EO* 76 = ksOome ~ k-60r0

7 OME* — AA* 77 = krBome — krBan

8

9
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model elaborated the linear relationship between the energy
and the coverage, serving as an approach to describe reaction
kinetics.”>** The adsorption energy, considering the
interaction between target adsorbates and environmental
adsorbates under different coverages, can be expressed as
follows,

0.
o () = 3 (@ow x6) + Jz (b x5f> 0 <6,

J

) 0.
G:'T;%l;(e) = Z(ahigh x6;) + Z (bhigh xé) 0>0
J

J

where 6;, 6, and i denote the coverage of environmental
species j, total coverage, and target absorbed species,
respectively. The subscripts “high” and “low” are employed to
distinguish the linear relationships observed under different
coverage conditions. 6, signifies the limit point from low
coverage to high coverage. It is important to note that a
corresponds to the slope of the formula. Mathematically it
signifies the rate of change, indicating the influence of
environmental species on the adsorption energy.

The turnover frequency (TOF) is a vital parameter used to
characterize the intrinsic activity of catalytic materials. A self-
consistent iterative method, as depicted in Fig. S1,;f was
employed to calculate the TOF value.*** The well-
established software CATKINAS was utilized for microkinetic
modeling and data analysis.”® > To obtain reliable results,
the coverage of species and kinetic values at the steady state
were collected once the convergence value X reached a
sufficiently small value (X < 0.001).

To investigate the detailed impact of reaction kinetics on
selectivity and activity, the degree of rate control (DRC)
analysis is incorporated herein. The DRC concept, as defined
by Campbell, quantifies the influence of individual
elementary steps on the overall reaction rate.®>®
Mathematically, it can be expressed as follows:

dlnr ki (or
DRC; = =—\5 (4)
olnk; keiki T ok; ke K

where DRC; represents a quantitative measure of the
influence of step i on the total rate. K; denotes the
equilibrium constant of elementary step 7, while k; represents
the rate constant for the identical step. r signifies the
reaction rate.

3. Results and discussion
3.1 Conventional ethylene epoxidation on Cu(111)

The ethylene epoxidation reaction adheres to the well-
established OME intermediate mechanism.*” Fig. 1
illustrates the ethylene epoxidation reaction network, which
comprises nine elementary steps derived from the
mechanism as mentioned above. Fig. 2 depicts the surface
adsorbates, intermediates, and transition state structures
involved in the reaction. The reaction mechanism of ethylene
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O,(g) +2* > 0,**
CHy(g) +* > CH,*
0,** > 20*

C,H,* + O* > OME* + *
C,H,(g) + O* > OME*
OME* - EO*

OME* > AA*

EO* > EO(g) + *

AA* > AA(g) +*

W 0N O U s W NP

Illustration of the mechanism of ethylene epoxidation on Cu(111). The selective competition steps involve the generation of EO and AA,

which are represented by blue and red arrows, respectively. Color code: brown, copper; red, oxygen; white, hydrogen; dark grey, carbon.

epoxidation can be divided into three main stages. Firstly,
oxygen molecules adsorb (1) and dissociate (3) on the surface,
while ethylene molecules adsorb on the surface (2).
Subsequently, ethylene undergoes a partial oxidation
reaction, leading to the formation of the OME intermediate.
Given the ongoing controversy surrounding the Langmuir-
Hinshelwood (4) and Eley-Rideal mechanisms (5),°** both
were considered in order to construct a comprehensive and
rigorous reaction network. Finally, the simultaneous
formation (6 and 7) and desorption (8 and 9) of ethylene
epoxide and acetaldehyde occur. All the transition states
during ethylene epoxidation were taken into account,
including oxygen dissociation (TSOO), OME intermediate
formation (TS1), EO formation (TSEO), and AA formation
(TSAA). The corresponding structures are illustrated in Fig. 2.

a b c

e A L

It is noteworthy that the formations of ethylene epoxide and
acetaldehyde, referred to as OME* — EO* and OME* — AA¥*,
respectively, are defined as the selective competition steps.
On the Cu(111) surface, the hollow sites are occupied by
oxygen atoms, whereas ethylene undergoes adsorption in a
parallel m-configuration. Both carbon atoms in the ethylene
molecule are located at the bridge site with the molecular
center positioned at the top site. Subsequently, one carbon
atom of the ethylene molecule remains at the top site,
occupying the hexagonal hollow site on the Cu(111) surface,
while another carbon atom approaches the oxygen atom,
leading to OME formation. Subsequently, the carbon
occupying the top site leaves the surface while cyclization
and H-transfer occur in parallel, generating ethylene epoxide
and acetaldehyde. EO and AA produced from the OME

B LA

Fig. 2 Top and side views of species involved in the reaction. The first row (from a to e): C;H%, O3, OME*, TSOO, and TS1. The second row (from f
to j): O*, EO*, AA*, TSEO, and TSAA. Color code: red, oxygen; white, hydrogen; dark grey, carbon; brown, copper.
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intermediate exhibit relatively weak adsorption mainly due to
the van der Waals interaction on the surface, making them
prone to desorption. It is clear that the selective competition
steps should be the most crucial steps affecting epoxidation
selectivity.

3.2 Establishment of the coverage-dependent microkinetic
model

To quantitatively investigate the influence of oxygen coverage,
we developed a coverage-dependent model that includes the
presence of pre-adsorbed oxygen atoms, the so-called
environmental species. We then optimized the structures of
all the adsorbed species based on pre-adsorbed oxygen atoms
on Cu(111) with varying coverages. It is important to note
that every possible surface structure was thoroughly
optimized under each coverage. The structure with the lowest
energy was then chosen to define the surface structure and
determine the chemisorption energy for that particular
coverage. As an illustration, in the study of O*/Oe,, self-
interaction at 0.33 ML, the adsorbed oxygen atom (O%*)
occupies a single site on the surface, whilst two
environmental oxygen species (Oepy) Occupy two sites on the
surface. The structure with the lowest energy was chosen to

0*/0,,,0.89ML  0*/0,,, 1.00ML

0*/0,,, 0.78ML

Fig. 3 O*/Oen structures on the Cu(111) surface at the coverages
from 0.11 ML to 1.0 ML. Each of them is the one with the lowest
energy at the specific coverage from DFT calculations. Color code:
brown, copper; red, oxygen.

This journal is © The Royal Society of Chemistry 2024
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calculate the adsorption free energy, shown in Fig. 3. (ESIt)
S2 contains other surface species at various coverages.

The linear relationship between coverage and energy is
established based on the adsorption free energy obtained
from the coverage-dependent model. Fig. 4 depicts the linear
relationship observed between the self-interaction of
adsorbed oxygen atoms (O*/Oe,,) and the cross-interaction
between OME and oxygen atoms (OME*/Og,,) at 490 K on
Cu(111). Additional information regarding the linear
relationships of other surface adsorbed species can be found
in ESIf S3. The determination of adsorption energies was
carried out with reference to the formation energies to
minimize simulation errors,>*°® and further details can be
found in ESIf S4. Fig. 4 shows that the adsorption weakens
as the number of environmental species increases. The
bonding competition theory and surface repulsion effect aid
in explaining the observed phenomenon of change.®”® As
more adsorbates accumulate on the surface, the surface
becomes crowded by adsorbates and is thus less active. This
implies that the greater the number of adsorbates present on
the surface, the more challenging it is for new adsorption to
occur.

In the two-line model, the intercept at low coverages
represents the adsorption free energy with the coverage
approaching to the zero. It is a measure of adsorption strength
without any interactions. In the realm of linear regression, the
slope serves as a quantification of the degree of change. The

(@)

8.0
0*/0,,, y = 0.818x + 0.833
6.0 k y =4.957x - 0.092
>
[ V]
~ L 4
4.0 [
o >
c
w
2.0 f
.-———4——’
0.0 L L L L
0.0 0.2 0.4 0.6 0.8 1.0
Coverage / ML
® .
Ty
y =7.818x + 0.396
2 6.0 |
~
&
(]
S 40 |
2.0 . . .
0.0 0.2 0.4 0.6 0.8
Coverage / ML

Fig. 4 Linear relationships between coverage and adsorption free
energy at 490 K on Cu(111) for (a) O*/Oe¢pny and (b) OME*/Ogpy. The
trend at low coverage and the trend at high coverage are represented
by the black line and the red line, respectively.
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slope in the two-line model holds significant chemical
implications, as it represents a measure of interaction between
adsorbates. O* is the only main species on the catalyst under
the reaction steady state, and thus the slopes are largely
determined by oxygen coverage. Within the context of the
linear relationships between O*/Oc,, and OME*/Oe,, (Fig. 4),
the slopes for low and high coverage are found to be 0.818,
0.545, and 4.957, 7.818, respectively. For instance, in the O*/
Oeny System, as the O coverage increases from 0.11 ML to 0.33
ML (a low coverage region), the adsorption free energy rises by
0.68 eV. When the coverage further increases from 0.44 ML to
0.67 ML (a high coverage region), the adsorption free energy
increases by 1.14 eV, indicating a stronger interaction between
adsorbed O species at the higher coverages. These observations
suggest that under low coverage, the adsorption free energy
changes at a slow rate. Conversely, the changes occur more
rapidly under high coverage due to the stronger interactions
between environmental species and target species. Table 2
further demonstrates that the significant difference between
high and low coverage exists in all temperature and adsorbed
species, indicating that the two-line model is both necessary
and efficient.

We conducted an in-depth analysis on the structural
changes of the transition states and the impact of coverage
on the reaction barrier. In ESIT S2 and S3, we present the TS-
adsorbate  cross-interaction  structures and  linear
relationships, while Table 3 outlines the slopes of cross-
interactions of all the transition state-environmental species
at high coverage on Cu(111). Our microkinetic modeling has
taken into account all the coverage effects on the transition
states involved in ethylene epoxidation, including TSOO, TS1,
TSEO, and TSAA. Among these transition states, the impact
of the coverage effects on TSOO is the most significant, with
a slope of 7.304 at high coverage and 490 K, indicating that
oxygen dissociation plays a crucial role. This is attributed to
the fact that only the oxygen atoms among all the surface
adsorbates are closest to the surface (1.12 A) and the
adsorption is strongest. The adsorption energies of other
adsorbates are relatively weaker and positioned farther from
the surface, and the requirements on the geometrical space
of adsorption are relatively smaller. The bonding between the
surface and the adsorbed carbon atom of ethylene in TSAA
necessitates the presence of at least one vacant hexagonal
cavity on the surface. Moreover, the ethylene structures at
TSAA and TS1 are positioned further away from the Cu(111)
surface, thereby rendering them less susceptible to the

View Article Online
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Table 3 Slopes of linear curves from the two-line models for TSOO/
Oenvs TS1/Og¢py, TSEO/Ogpy, and TSAA/Oe,,, at different temperatures from
480 K and 600 K on Cu(111). These slopes are measures of the coverage
effects on the transition states

Slope (VML) 480K 490K 500K 520K 540K 600K

TSOO/O¢r 7097 7304 7.320 7.277 7.277  7.244

TS1/Oeny 4470 4480 4475 4.457 4.465  4.430

TSEO/Oecny 2.840 2.849 2.858 2.822 2.849 2.849

TSAA/Oepy 5.520 5.519 5.520 5.520 5.476 5.432
(a) (b) g

©

1.866 A |

.

Fig. 5 Comparison of TSOO

from (a)
independent models and (b) 0.89 ML coverage-dependent models.

structures coverage-

Comparison of TSEO structures from (c) coverage-independent
models and (d) 0.78 ML coverage-dependent models. Color code:
brown, copper; dark grey, carbon; red, oxygen; white, hydrogen.

coverage compared to TSOO. TSEO is the least coverage
affected as the ethylene structure is enclosed by oxygen
atoms and is distanced from the surface by a significant
margin (3.06 A), thereby providing insulation from
environmental species.

Some typical structures of the transition state-adsorbate
cross-interaction are illustrated in Fig. 5. The O-O bond
length on the copper surface changes from 1.69 A to 1.96 A,
as the coverage is increased from 0.11 ML to 0.89 ML.
Similarly, the C1-O bond length changes from 1.87 A to 2.04
A with the coverage increases from 0.11 ML to 0.78 ML. It
signifies that the transition state structure approaches the
dissociation state as the coverage increases. Although the

Table 2 Slopes of linear curves from the two-line models (see Fig. 4) for O*/Ogpny, O3/Oeny and OME*/Ogy, at different temperatures from 480 K and

600 K on Cu(111)

Slope (eV ML’l) 480 K 490 K 500 K 520 K 540 K 600 K
O*/Ocny Low coverage 0.864 0.818 0.909 0.864 0.909 0.864
High coverage 4.957 4.957 4.945 4.938 4.926 4.903
O’f/oenV Low coverage 1.107 1.062 1.062 1.062 1.107 1.107
High coverage 7.648 7.692 7.692 7.692 7.651 7.607
OME*/O¢py Low coverage 0.545 0.545 0.545 0.545 0.591 0.545
High coverage 7.792 7.818 7.818 7.792 7.792 7.783
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trend of structural changes is the same, the resulting energy
barrier changes are the opposite. Specifically, environmental
oxygen atoms hinder the adsorption of more oxygen atoms
on the surface, thereby impeding oxygen dissociation at high
coverage and leading to a rapid increase in the energy
barrier. Conversely, in the TSEO structure, an increase in the
coverage of environmental oxygen atoms tends to repel the
TSEO structure fragments due to the ethylene fragments
being held aloft by oxygen atoms. Thus, the TSEO structure is
more prone to forming the final state, ie., the adsorbed
ethylene epoxide, which leads to a decrease in the TSEO
energy barrier. These changes in structure and energy barrier
are consistent with slope changes of adsorbates, and the
specific energy barrier changes will be further elaborated on
in the subsequent section.

3.3 Comparison of coverage distributions and reaction
kinetics between coverage-independent and coverage-
dependent modellings on Cu(111)

This section presents the microkinetic modeling results to
understand the connection between the coverage effect and
reaction kinetics. Here we focus on the coverage-dependent

3.00
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microkinetic of ethylene epoxidation on the Cu(111) surface.
The coverage-independent model was also included herein to
highlight their limitations. All adsorption and desorption
steps were treated as quasi-equilibrium steps in the
modeling. In the kinetic analysis, po, = 20 kPa and pg = 2.66
kPa were used as they are common experimental conditions
for ethylene epoxidation.

In Fig. 6(a), the log(TOF) results of ethylene epoxidation
are presented for conditions of 500 K, pg: = 2.66 kPa and po,
= 20 kPa. Our findings reveal that when considering the
coverage effect on Cu(111), the log(TOF) results closely
matched both the experimental values’' and the simulation
results on Ag(111),*° with values of 2.65, 1.77, and 2.34,
respectively. Conversely, the coverage-independent log(TOF)
on Cu(111) is significantly lower than the values mentioned
before, with a value of -2.47, implying that neglecting the
coverage effect leads to distorted results. Incorporating the
self-interaction ~and  cross-interaction of adsorbates
significantly improves the modeling accuracy. The distortion
observed in the coverage-independent microkinetic modeling
is primarily due to its neglect of the substantial changes in
the oxygen dissociation barrier. Surface reactions are
hindered by many adsorbed oxygen atoms, and numerous
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(a) Comparison of TOF values of EO formation obtained from experiments on Ag(111), the coverage-dependent modelling on Ag(111), the

coverage-dependent modelling and the coverage-independent modelling on Cu(111). (b) The coverage distributions of surface species obtained
utilizing coverage-dependent (left) and coverage-independent models (right). (c) Free energy profiles of ethylene epoxidation on Cu(111). The
purple curve represents the energy profile obtained from the coverage-dependent modelling, while the green one is the energy profile obtained
from the coverage-independent modelling. The reaction conditions for (a)-(c) involve a pg; = 2.66 kPa, po, = 20 kPa, and a temperature of 500 K.
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surface oxygen atoms cause surface poisoning (99.9%), as
depicted in Fig. 6(b). Nonetheless, the coverage-dependent
microkinetic modeling indicates a total surface coverage of
36.1% at the steady-state, including 34.5% adsorbed oxygen
atoms and 1.6% OME intermediates, which appears to be a
more reasonable outcome. As mentioned in the introduction,
OME may undergo decomposition. In this work, we have also
taken the OME decomposition into account. Our results show
that the OME decomposition process has a negligible effect
on the kinetic outcomes, as evidenced in ESI} S5.

The free energy profiles obtained from the coverage-
independent and coverage-dependent modeling are
compared in Fig. 6(c). It is observed that the hindrance of
surface environmental oxygen atoms causes a significant
increase in the oxygen dissociation energy barrier, from 0.05
eV to 0.63 eV, reducing the dissociation of oxygen molecules
under high coverage. On the other hand, the energy barriers
of the selective competition steps decrease when considering
the coverage effect, leading to increased activity. Fig. 6(c)
displays only the free energy profiles from the L-H
mechanism (step 4) and the results from E-R mechanism
(step 5) have not been included in the diagram. Nevertheless,
the microkinetic modelling has considered both
mechanisms, and the energy profiles of the E-R mechanism
can be found in Fig. S8.f The trend of energy barrier TSEO
and TSAA with temperature in the selective competition steps
considering the coverage effect is shown in Fig. 7(a). As the
persistence of TSEO is lower than that of TSAA, the energy
barrier of TSEO decreases faster as the temperature drops,
indicating that low temperature helps to improve the EO
selectivity. Finally, Fig. 7(b) suggests that the results of
coverage-independent log(TOF) consistently displays a lower
value than coverage-dependent log(TOF) as temperature
changes, suggesting that temperature variations do not
contribute to the improvement of coverage-independent
modeling results. Furthermore, it should be noted that ESI}
S7 comprises a set of the DRC analysis, aimed at
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quantitatively examining the rate-determining steps in the
ethylene epoxidation.

3.4 Kinetic analysis and comparison of activity and selectivity
between Cu(111) and Ag(111)

In this section, we present a comprehensive kinetic analysis.
Our previous model on Ag(111) for the kinetics of ethylene
epoxidation has demonstrated a good agreement with the
experimental results.*® Thus, it would be useful to compare
the microkinetic outcomes on Ag(111) with those from
Cu(111). Acetaldehyde is the primary byproduct that
emerges in ethylene epoxidation. However, given its low
commercial value in the chemical industry compared to
ethylene epoxide, improving the selectivity of ethylene
epoxide is a critical concern in the ethylene industry. In this
regard, we systematically investigated the selectivity of EO
on the Cu(111) surface using the coverage-dependent
microkinetic modeling. The definition of selectivity can be
expressed as follows:

TO Fgo

Selectivity = m

(5)

In the preceding discussion, a significant difference in
activity and coverage between coverage-dependent and
coverage-independent models was compared. It is pertinent
to note that the two models have differences in selectivity
evaluation. For instance, at 500 K, pg = 2.66 kPa, and po, =
20 kPa, the EO selectivity of the coverage-independent model
is 99%, which aligns with the earlier DFT calculation.**
Conversely, the EO selectivity of the coverage-dependent
model under the same conditions is 92%. It is believed that
the variation in selective competition steps (step 6 and step
7) is the primary factor affecting selectivity, and the low
selectivity of the coverage-dependent model is consistent with

(b) >

4 M Coverage-Independent

W Coverage-Dependent

w

log(TOFgo) / s
N

[

480K 490K 500K 520K 540K

(a) Linear relationships between the free energy barriers of TSEO and TSAA as a function of temperature. (b) TOF values of the EO

formation as a function of temperature. The results of (a) and (b) were obtained under reaction conditions of pg; = 588 kPa and po, = 47 kPa.
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corresponding activation barriers. As noted earlier, TSAA is
more significantly impacted by the coverage effect than
TSEO. Considering the coverage effect, the energy decline of
TSAA is more remarkable than TSEO, leading to a diminution
in EO selectivity. Linic et al. proposed a preliminary
evaluation of selectivity utilizing the difference in transition
state energy barriers, expressed as AE = Exp — Ego Where Epx
and FEgo represent the AA and EO formation energy barriers,
respectively.”>”* A larger AE indicates greater EO selectivity.
The coverage-independent model yielded AE = 0.2, while the
coverage-dependent model yielded AE = 0.11, signifying a
decrease in selectivity. These findings highlight the critical
role of coverage effects in kinetic analysis and emphasize the
need for thorough consideration in quantitative calculations.

Fig. 8(a) displays the coverage-dependent log(TOF) of
Cu(111) and Ag(111) as a function of temperature. The trends
on both Cu(111) and Ag(111) are similar with the log(TOF)
increasing as the temperature rises. Moreover, the log(TOF)
results of both Cu(111) and Ag(111) fall within the range of 2
to 3. However, there are significant differences between the
results from Cu(111) and Ag(111). As shown in Fig. 8(b),
within the oxygen partial pressure range of 0-20 kPa, the
trends of Cu(111) and Ag(111) are consistent; the log(TOF)
increases as the oxygen pressure rises. But, the results
obtained from Cu(111) remain superior to those of Ag(111).
The differences in log(TOF) are more noticeable in Fig. 8(c).
Under high oxygen pressure conditions, the log(TOF) on
Cu(111) elevates significantly faster than that on Ag(111) with
the increase of ethylene pressure. The surface activity is
significantly influenced by surface-covered oxygen species
when the oxygen partial pressure is high. It is clear that the
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coverage effect of the copper surface is more prominent than
that of the silver surface, thus resulting in superior
performance of copper activity.

It is worth noting that the selectivity of EO on Cu(111) is
considerably superior to that on Ag(111), as illustrated in
Fig. 8(d)-(f). As Fig. 8(d) displays, the range of EO selectivity
on Ag(111) is between 30% and 50%, whereas on Cu(111),
the EO selectivity remains high at over 90%. Fig. 8(e) exhibits
the most notable change in EO selectivity, where the pressure
of oxygen increases, and the EO selectivity rises from 84% to
96%. Regardless of various temperatures, oxygen pressure,
and ethylene pressure conditions, the EO selectivity on the
Cu(111) surface consistently remains above 80%. Compared
to ethylene epoxidation on the silver surface, ethylene
epoxidation on the Cu(111) surface shows higher EO
selectivity and activity.

Experimental results by Jankowiak and Barteau indicate
that the EO selectivity in ethylene epoxidation of the copper-
silver alloy catalyst was higher than the silver catalyst under
all detected conditions, as demonstrated in Fig. 9(a),"
indicating that Cu may be superior to the Ag catalyst. This is
indirectly consistent with our results. This high selectivity
can also be attributed to the transition state structures. The
figure presented in Fig. 9(b) displays the four transition state
structures — TSEO-Cu, TSAA-Cu, TSEO-Ag, and TSAA-Ag - on
Cu(111) and Ag(111). The hydrogen transfer transition states,
TSAA-Cu and TSAA-Ag, for the acetaldehyde formation on
Cu(111) and Ag(111), respectively, share the same
characteristics. However, the ethylene epoxide formation
TSEO-Cu on Cu(111) has a lower energy barrier than the
acetaldehyde formation TSAA-Cu compared to Ag(111), which
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Fig. 8 Comparison between calculated values on Cu(111) and Ag(111) achieved from the coverage-dependent microkinetic modelling. Comparison
of ethylene epoxidation TOF (a-c) and EO selectivity (d-f) at (a) and (d): po, = 20 kPa and pg; = 2.66 kPa; (b) and (e): pg; = 0.55 kPa and T = 490 K;
(c) and (f): po, = 20 kPa and T = 490 K.
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Fig. 9 (a) The illustration of the calculated EO selectivity utilizing the

coverage-dependent microkinetic modelling on Cu(11l) and the
experimental EO selectivity of silver and copper-silver alloys from
Jankowiak and Barteau.’® It is important to note that the calculated
results on the Cu surface cannot be quantitatively compared directly
with the experimental data on the Cu-Ag alloy. (b) Comparison of
transition state structures of selective competition steps on Cu(111)
and Ag(111). Brown represents the copper surface, while blue
represents the silver surface.

is closer to the OME intermediate structure. The suspended
carbon atoms are found to be only 2.94 A away from the
surface on Cu(111), while they are 4.1 A away from the
surface on Ag(111). This indicates that the dynamic pathway
for producing ethylene epoxide from OME intermediate via
TSEO is closer on Cu(111) than Ag(111), leading to higher EO
selectivity on the copper surface.

3.5 Activity and selectivity of ethylene epoxidation on Cu(111)
under industrial conditions

Based on the comprehensive kinetic analysis conducted
earlier, it can be inferred that Cu(111) is highly effective for
ethylene epoxidation. As a result, we have performed a range
of kinetic simulations for optimizing operational conditions.
These models can aid in enhancing catalyst efficiency and
boosting overall production effectiveness. In the kinetic
analysis, the reaction temperature range was set to 480 K to
540 K, and the pressure range was pg.:po, = 588 kPa: 47 kPa
to 588 kPa:447 kPa. Such a temperature and pressure range
are sufficient to accurately describe ethylene epoxidation
under industrial conditions.

The coverage-dependent microkinetic modeling was
employed to investigate the activity of the catalyst
systematically. Fig. 10(a) shows the log(TOF) variation with
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from 480 K to 540 K with pg/po, ranging from 588:47 kPa to 588:
447 kPa.

temperature and pressure. The log(TOF) value gradually
increases from 3.34 to 3.97 as the temperature rises, with pg:
Do, = 588 kPa:47 kPa. At 480 K, log(TOF) rises from 3.34 to
3.74 with an increase in oxygen partial pressure. The activity
increases sharply from 3.74 to 4.35 with an increase in
temperature when the partial pressure of oxygen reaches its
maximum value. The correlation between temperature and
pressure exhibits a significant degree of synergy. However,
the rate of change in TOF at low temperatures and pressures
is moderate.

An interesting result about EO selectivity was observed,
shown in Fig. 10(b). At 480 K, the EO selectivity rises from
90.36% to 93.88% with an increase in oxygen partial
pressure. As the temperature increases, the EO selectivity
across the entire pressure range exhibits a declining trend.
For instance, when pg.:po, = 588 kPa:47 kPa, the EO
selectivity decreases rapidly from 90.36% to 85.16%. As
discussed in the previous section (section 3.3), the energy
barrier variations in selective competition steps with
temperature can cause changes in selectivity. Fig. 7(a)
justifies this outcome by demonstrating that, as the

This journal is © The Royal Society of Chemistry 2024
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temperature increases, TSEO rises at a faster rate as
compared to TSAA, causing a reduction in EO selectivity.
While an increase in oxygen pressure may enhance EO
selectivity, an increase in temperature can lead to a decline
in EO selectivity. Generally, increasing the temperature and
oxygen partial pressure results in an enhancement of activity.
Furthermore, it was reported that the increase of O, pressure
on Cu-Ag alloy catalysts leads to an increase in EO selectivity.
These findings align with the experimental trend observed by
Jankowiak and Barteau on Cu-Ag alloys."?

After conducting the thorough analysis, we have observed
that there is an inverse relationship between high activity
and EO selectivity; lower activity results in higher EO
selectivity. To optimize reaction conditions and enhance EO
selectivity, we recommend a strategy of gradually increasing
oxygen pressure at low temperatures. This approach offers
several advantages, such as reducing energy costs by
lowering the reaction temperature and minimizing catalyst
deactivation. Additionally, the extended service life of the
catalyst obtained through this method reduces maintenance
and replacement expenses. Furthermore, the risk of
potential accidents associated with high-temperature
reactions can be mitigated by reducing the reaction
temperature, thereby improving production process safety. It
is worth noting that Cu(111) may be oxidized under
experimental conditions. Our study aims to investigate the
intrinsic activity and selectivity of EO on metallic copper
catalysts and compare these results with those obtained on
metallic silver catalysts, providing a deeper understanding
of EO activity and selectivity.

4. Conclusions

In this work, we present a quantitative microkinetic study
based on DFT calculations for ethylene epoxidation on
Cu(111). We conducted a comprehensive analysis of the
coverage effect, taking into account both self-interaction and
cross-interaction between adsorbates by optimizing all the
structures of surface adsorbates and transition states at
different coverages and obtaining their respective energies.
Additionally, ~we established a  coverage-dependent
microkinetic model based on DFT calculations to explore
more realistic reaction kinetics. Based on our findings, we
draw the following conclusions:

i. Through a comprehensive coverage-dependent
modeling, we have determined that TSOO is most impacted
by the coverage effect. This effect was further observed in
both  coverage-dependent and  coverage-independent
modeling, where the difference of the TSOO energy barrier
was found to be as high as 0.58 eV. Moreover, we have
observed that TSAA is more susceptible to the coverage effect
in the selective competition steps, resulting in variations in
EO selectivity between coverage-dependent and coverage-
independent modelling.

ii. The copper surface is poisoned by oxygen atoms when
the coverage effect is not considered. We were able to

This journal is © The Royal Society of Chemistry 2024
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obtain a steady-state copper surface composition that
includes 34.5% oxygen atoms, 1.6% OME intermediates,
and 63.9% free sites through coverage-dependent modelling.
Our analysis revealed that the coverage-dependent log(TOF)
on Cu(111) is 2.65, while the coverage-independent log(TOF)
is —2.47.

iii. We found that Cu(111) exhibits higher activity and EO
selectivity compared to silver catalysts, provided the Cu(111)
surface remain in its metallic state. Namely, Cu(111) can
maintain over 80% EO selectivity under all studied
conditions.

iv. Our kinetic simulations showed that the process of
ethylene epoxidation can be optimized by reducing the
reaction temperature and increasing oxygen pressure. This
strategy can yield substantial benefits, including cost
reduction and improved production efficiency.

Our findings provide valuable insights for optimizing
ethylene epoxidation catalysts, offering a reasonable
theoretical foundation and practical guidance for improving
catalyst performance in the ethylene epoxidation process.
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