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la oportunidad de realizar esta tesis. Todo lo que he aprendido de ella estos
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Abstract

The development of a more sustainable chemical industry requires the upgrad-
ing of biomass-derived compounds to valuable chemicals in selective and non-
contaminant processes. In this thesis, the catalytic conversion of oxygenated
hydrocarbons obtained from biomass by Mo-oxides is studied by means of
Density Functional Theory (DFT). In the different chapters the selective con-
version of a small alcohol (methanol), a poly-alcohol (glycerol), and one sugar
(glucose) is rationalized. In addition, the optimization of the DFT+U method
for the study of Mo-oxides and the analysis of the nature of vacancy defects
on α-MoO3(010) surface, a potential catalytic site, is performed.

In Chapter 3 the selective methanol oxidation to formaldehyde is studied.
This is an important reaction in chemical industry. The used industrial cata-
lyst is a mixture of MoO3 and the iron molybdate Fe2(MoO3)4. Several issues,
regarding the role of each phase, are under discussion. The reaction path
is calculated on α-MoO3(010) and MoO2(110) surface, and the differences in
activity and selectivity of the two surfaces under aerobic and anaerobic con-
ditions are studied. Moreover, the role of the iron in the industrial catalyst is
is unraveled by doping of MoO3.

Most of the applications of MoO3 are due to its redox properties. Pure DFT
methods cannot describe correctly its electronic structure and the correction of
GGA functionals by the addition of an extra interelectronic repulsion term, U,
is needed. In Chapter 4 the optimization of these parameter is performed by
benchmarking with the hybrid HSE06 functional and coupled cluster CCSD(T)
method. In addition, vacancies play an essential role in the catalytic activity
of MoO3. With the optimized DFT+U method a complete characterization of
the vacancy defects is performed in terms of bond distances, Bader charges,
vibrational frequencies, and XPS shifts. Interestingly, two different electronic
states closed in energy and dynamically interconnected are found in the va-
cancy defects; either two polarons corresponding to the reduction of two Mo+6

centers to Mo+5, or a single bipolaron corresponding to the reduction of only
one Mo center to Mo+4.

It has been experimentally shown that reduced MoO3 can drive the selec-
tive hydrodeoxygenation (HDO) of oxygenated compounds into unsaturated
hydrocarbons. Following these observations, the selective reduction of glyc-

15

UNIVERSITAT ROVIRA I VIRGILI 
MOLYBDENUM OXIDES AS CATALYST FOR BIOMASS-DERIVED COMPOUNDS: A THEORETICAL APPROACH 
Marcos Rellán Piñeiro 
 



erol to propylene is studied in Chapter 5. The study of the reaction network
for the selective conversion on oxygen defective MoO3 has been performed to
illustrate the selective C-O bond cleavage over C-C bonds and pave the way
to a better understanding of these HDO processes.

Finally, the selective epimerization of glucose to mannose is studied in
Chapter 6. This is an important reaction that allow the selective obtain-
ing of rare sugars from their abundant epimers. The reaction path for the
inversion of C2 configuration through a 1,2 C-shift is calculated on Mo-based
polyoxometalates and continuous α-MoO3 surface. It was found that he Mo-
centers act as electron buffer in these reactions; and therefore, the reducibility
of the Mo-centers can be traced back as the descriptor for catalyst activity.
Moreover, a microkinetic model was built in order to obtain the analytical
equation for the reaction rate as function of reducibility.

Through these three different reaction: i) oxidation, ii) reduction and iii)
isomerization, this work shows Mo-oxides as versatile catalysts for selective
biomass-derived conversion. These studies at atomic scale provide some im-
portant insights about their catalytic behavior that pave the way for the de-
velopment of more active, selective, and stable Mo-based catalysts.
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Chapter 1

Introduction

The general objective of this thesis is the study of the upgrading of small
alcohols and poly-alcohols derived from biomass catalyzed by molybdenum
oxides through theoretical methods. With the knowledge obtained in this work
I want to contribute to the development of new catalysts that make possible the
building of a more sustainable and environmental friendly chemical industry.

1.1 Biomass to valuable chemicals

Fossil resources are fundamental in our society. They provide most of the
energy supply in the world. Moreover, around 90% of the organic chemicals are
produced from petroleum and natural gas, which means that most things that
we use every day came from fossil feedstock. However, this dependence has
an important cost, the global warming, whose effects are obvious nowadays.
In addition to the environmental concerns, the depletion of fossil resources
and the consequent rising in the crude barrel price force the chemical industry
to search for new energy sources and chemical raw materials. In the last
decades, biomass has emerged as a green and renewable alternative resource
of chemical compounds.1 It is generated in photosynthesis from CO2 and H2O
using sunlight. It is estimated that around 170 billion metric tons of biomass
are generated per year in nature, and only 3-4% of these compounds are used
by humans.2 Therefore, biomass has a high potential grow as raw material
for chemical industry with the added advantage that it is distributed over the
entire world.

The use of biomass as transportation fuel is a very attracting industrial
challenge, however, its low carbon content (that means low energy density)
limits its use for this purpose.3 Instead, biomass has a much larger potential
as renewable feedstock for the production of valuable chemicals. Biomass
is formed by highly functionalized molecules with a wide chemical diversity,
which coverts it in a excellent raw material for high-value compounds.4 There

19

UNIVERSITAT ROVIRA I VIRGILI 
MOLYBDENUM OXIDES AS CATALYST FOR BIOMASS-DERIVED COMPOUNDS: A THEORETICAL APPROACH 
Marcos Rellán Piñeiro 
 



are three main routes to transformation of biomass into chemicals: pyrolysis,5

gasification6 and hydrolysis.7 The main chemicals obtained from biomass are
oxygenated hydrocarbons. The Department of Energy of US proposed a list
of top value added building blocks obtained from biomass with the purpose
of to lead the chemical research efforts to the profitable production of these
compounds from biomass.8 These molecules are chemical intermediates with
a structure able to generate a large number of derivatives.9

The change in the feedstock implies the use of different catalyst than the
petroleum industry, which results in the challenge of the development a new
chemistry. This is an opportunity either to develop cleaner processes in or-
der to synthesize from biomass similar products than petroleum derived, or
new products with enhanced properties and more environmental friendly, as
biodegradable plastics.

A major challenge of the biobased industry is the development of cat-
alysts active, selective, and stables for transformations of biomass-derived
compounds into valuable chemicals.10,11 There are many research works
focused to upgrade the biomass-derived molecules,12,13 and catalysts as
metals and metal oxides were reported to perform chemical transforma-
tions as, isomerization,14,15 hydrogenation,16 dehydrogenation,17 dehydrox-
ylation/hydrogenolysis,18 deoxygenation,19 and oxidation reactions.20 These
processes combine acid/base-catalyzed reactions such as hydrolysis and dehy-
dration reactions to achieve multistep conversion in one-pot processes.

1.2 Catalysis

A catalyst is an external substance that speeds up the chemical reactions and,
ideally, after the reaction remains intact and can be reused.21 The reactants
bond to the catalyst and react between them to form the product overcoming
lower energy barriers than in the uncatalyzed system. Thereafter, the catalyst
and product separate. The energy diagram of Figure 1.1 illustrates how cata-
lyst offers a more complex alternative but less energy demanding. The catalyst
affects the kinetics of the system but does not affect its thermodynamic, that
is, the overall change in Gibbs free energy is the same in the catalyzed and
non-catalyzed systems and therefore, the equilibrium constant is not affected.
A good catalyst should be selective, that is, it should not catalyze unwanted
reactions, avoiding the formation of side products.

Catalysis is a fundamental part of chemical industry. It is estimated that
around the 90% of chemical products have at least one catalytic step in their
manufacturing.22 Catalysts enable to carry out reactions under softer condi-
tions of temperature and pressure, which reduces the economical cost. More-
over, catalysis allows chemical transformations impossible for non-catalyzed
systems. Much fundamental and applied research is done to know how cata-
lysts work in order to improve their performance; an improved catalytic activ-
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Figure 1.1: Potential energy profile for a uncatalyzed reaction, black line, and the
same reaction catalyzed by C, green line.

ity and selectivity reduce the energy consumption and reduce the amount of
reactants that are spent in the formation of unwanted side products. There-
fore, catalysis contributes to the development of the sustainable chemistry by
the reducing the CO2 emissions produced in the energy generation, reducing
waste products and by allowing transformations of the biomass compounds to
valuable chemicals impossible for uncatalized systems.

There are three different classes of catalysis: i) homogeneous, where both
the catalyst and reactants are in the same phase; ii) heterogeneous, in which
the catalyst is a solid that catalyzes reactions of molecules in gas or solution;
and iii) biocatalysis, where the reaction are catalyzed by enzymes. Industrially,
heterogeneous catalysis is the most utilized, being responsible of the 80% of
the global market.23 As this thesis is focused to develop most efficient and
sustainable catalytic processes in industry, heterogeneous catalysis of biomass-
derived compounds is studied.

Heterogeneous catalysis

In heterogeneous catalysis the reactions take place in the interface between
the solid-phase of the catalyst and the gas- or liquid-phase. The reactions
typically occur through a Langmuir-Hinshelwood mechanism:21 the reactant
molecules adsorb on the catalyst surface where they react to form the product
that in the following step desorbs, see Figure 1.2. Reactivity is only performed
in specific parts of the surface, the active sites.

Figure 1.2: Scheme of a catalytic process through the Langmuir-Hinshelwood mech-
anism.
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The adsorption of molecules on the surface can be classified either as ph-
ysisorption, if the molecule is bonded to the surface through dispersion forces;
or chemisorpcion, if the molecule forms chemical bonds with the surface. The
adsorption also can be classified either in molecular adsorption, if the adsorbed
molecule keeps intact; or dissociative adsorption, if any of the molecular bonds
is broken concomitantly with adsorption. The best catalytic performance is
obtained if the interaction between the surface and reactants is neither too
weak nor too strong. A weak adsorption would result in a small catalytic
effect, whereas in a strong adsorption the reactants and products would not
desorb. Both extremes result in a poor catalytic performance. This is known
as the Sabatier’s principle.24

Typical heterogeneous catalyst are pure metals11 and metal oxides.25 Their
properties can be enhanced by mixing pure metals, forming alloys,26 mixing
oxides,27 or by adding impurities in doping.28,29

1.3 Molybdenum (VI) oxide

Reducible transition metal oxides have been widely used in chemical indus-
try as catalysts for obtaining bulk chemical through the selective oxidation
of hydrocarbons30 and alcohols,31 the reduction of nitric oxides,32 and other
reactions. The redox properties of the metal oxides, that is, the ability of
their metal centers to change their oxidation states, are responsible of their
catalytic activity. A particular transition metal oxide, MoO3, has been used as
catalyst for formaldehyde33 and acroleine production,34 alkene metathesis and
hydrocraking35,36 and hydrodesulfurization.37 More recently, several studies
of MoO3 as catalyst for hydrodeoxygenation (HDO) of oxygenated biomass
derived compounds have been published.19,38–41 This thesis is focused to the
theoretical study of catalytic processes on this oxide since, despite of its wide
range of uses, little is known about its behavior at atomic level during reac-
tions.

Molybdenum oxides are earth abundant compounds that present in a wide
range of oxidation states and structural forms.42 As catalyst, the α polymorph
of the full oxidized MoO3 is the most used phase. Stoichiometric α-MoO3 is a
n-type semiconductor with a reported band-gap between 3.0-3.2 eV,43–45 and
a high workfunction, >6.9 eV.46 The electron affinity is around 6 eV and the
ionization energy is higher than 9 eV.47,48 This band structure, which can
be modified by doping,28,29 or by forming vacancy defects, gives molybde-
num oxide unique properties that can be employed, in addition to catalysis,
for large number of new physical and chemical applications49 as electro- and
chromic devices, photo-, electro- and thermal catalysis, solar cells and light
emitting diodes, photodetectors/sensors, batteries, pseudocapacitors, thermo-
electric and ferroelectric materials.

As catalyst, the most important industrial application of α- MoO3 is the
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methanol partial oxidation to formaldehyde, the Formox process,50 where it
is mixed with Fe2O3 to form the iron molybdate Fe2(MoO3)4.

51 With the
addition of an excess of MoO3 to the catalyst, the reaction is highly active
and selective being the most efficient industrial process to obtain formalde-
hyde.51,52 Although this reaction has been widely studied by experimentalists,
some issues regard unsolved.53–56 The study at atomic scale of this reaction
is the objective of Chapter 3, where the performance of the suboxide MoO2 is
also studied.

Nowadays, α-MoO3 is also attracting attention due to its catalytic prop-
erties to upgrade oxygenated hydrocarbons derived from biomass through hy-
drodeoxygenation, HDO, processes.19,38–41 These oxygenated hydrocarbons
have a high oxygen content and their removal produce valuable chemicals as
olefinic compounds that can be used in polymerizations or as transportation
fuel. In these reactions, the oxide is pre-reduced with H2 that forms vacancy
defects on its surface. Then, these defects catalyze the selective C-O bond
cleavage over C-C. In the global process, the oxygens of hydrocarbon are re-
moved in the form of water. These HDO processes are studied in Chapter 5
through the reaction network of the glycerol reduction to propylene. Moreover,
the nature of the surface vacancies is studied previously in Chapter 4.

Other Mo(VI)-oxide based compounds, as niobium molybdates and Mo-
polyoxometalates,14,57 have shown activity for the biomass conversion. In
particular, I focused in the selective C2 epimerization of aldoses catalyzed by
H3PMo12O40, a highly active and selective catalyst for the reaction. This
system is studied in Chapter 6.

Several theoretical studies have been performed about the structure and
electronic properties α-MoO3.

58–63 However, despite the interesting catalytic
properties of α-MoO3 there are only a few theoretical studies about reactiv-
ity.64–66 A general objective of this work, is to contribute to obtain a better
understanding of α-MoO3 catalytic behavior allowing the development of more
active, selective and stable catalyst based on Mo-oxides.

1.3.1 Structure of MoO3

The α-MoO3 polymorph crystallizes in a orthorrombic crystal structure with
Pbnm symmetry. Its structure is formed by distorted MoO6 octhaedra ordered
in bilayers perpendicular to the y-axis. Weak van der Waals interactions be-
tween the bilayers keep packed the structure. Each MoO6 octhahedra has
three crystallographic distinct oxygens atoms: i) three coordinated oxygens,
O3c, which are symmetrically placed between two Mo centers of the same
sublayer along x-axis and forms a long bond with a Mo center of the other
sublayer; ii) asymmetric bridging oxygens, Ob, that form an asymmetric bridge
between two Mo centers along z-axis; and iii) terminal oxygens, Ot, coordi-
nated to only one Mo center through a double bond along y-axis; they are
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present in the interlayer region. The experimental lattice parameters are a=
3.962 Å, b=13.855 Å and c=3.699 Å.67

Due to the layered packed through dispersion forces along y axis the most
stable surface is the (010), which is reported as the main surface involved in
reactivity.68 The structure of bulk, (010) surface, and MoO6 octahedra are
shown in Figure 1.3.

Figure 1.3: Right: Structure of α-MoO3 bulk; middle: α-MoO3(010) surface; and
left: MoO6 octhaedra, with experimental bond distances, in Å.67 Mo atoms in green,
O in red.

1.4 DFT calculations

The increase of computational power and the development of Density Func-
tional Theory (DFT) have become possible the calculation of the electronic
structure of heterogeneous catalytic systems.69 Thus, DFT is one of the main
tools in heterogeneous catalysis research since the study at atomic scale plays
an important role in characterization, understanding and prediction of the
catalytic processes.70 For instance, the description of the chemical bond be-
tween reactants and surface is key to understand and predict the catalyst
reactivity. The catalysts often present a complex relationship between sur-
face structure and catalytic activity and selectivity that cannot be evident by
the experimental studies, but theoretical simulations can give insights about
them. Moreover, the calculation of adsorption energies and energy barriers of
elementary steps together microkinetic modeling allow the prediction of the
kinetic behavior of the catalyst, which is its most important property and the
starting point to reactor design. Thus nowadays, it is accepted that the com-
bination of experiments and simulations is the most efficient way to catalysis
development.

Simulations on MoO3 present some challenges. It is a reducible transi-
tion metal oxide, and pure DFT cannot reproduce correctly the electron self-
interaction of its electrons at 4d orbital. The DFT+U method,71 which intro-
duces a repulsion term to DFT, has emerged as a possible solution, but its it
needs to be improved.60 Despite the advantages of DFT+U, the fitting of the
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U parameter is not straightforward and there is no an accepted value for Mo
in literature. As consequence, studies with different U58,60,62,72 or pure DFT
method66 have been published giving scattered results.

Moreover, due to its layered structure, pure DFT methods cannot repro-
duce the interaction between layers overestimating the interlayer spacing59

between other problems. To avoid this problem, some studies fixed the b lat-
tice parameter to the experimental one.58 A more accurate description can be
obtained with the addition of van der Waals interaction in DFT calculations63

through a semiempirical correction as the Grimme’s D2 and D3 methods.73,74

The study of biomass derived compounds also presents some issues. Gen-
erally, they are large molecules with many functional groups. Computational
techniques have their size limitation since, in addition to the extra computa-
tional cost, the number of conformations and side reactions increases expo-
nentially with the chain size and number of functional groups, hindering the
correct screening of the reaction network. In this work, methanol (C1), glyc-
erol (C3), and monomer glucose (C6) are used as substrate. This molecules
can act as probe molecules and the knowledge obtained with them can be
extrapolated to larger molecules with the same functional groups.

1.5 Motivation and objectives

The general objective of this thesis is to contribute to the development of a
more sustainable and environmental friendly chemical industry through the
theoretical study of biomass derived compounds selective conversion catalyzed
by metal oxides. In particular, this thesis is focused on the reactivity of oxy-
genated hydrocarbons, alcohols and polyalcohols, on molybdenum oxides. To
date, only few theoretical studies are focused to the study of these catalytic
systems. The motivation and objectives for each chapter are detailed in the
following:

Chapter 3. The Formox™ process: selective methanol oxidation to
formaldehyde

This is an important industrial reaction with an extensive experimental
literature. However, several issues regarding the role of the different phases
and their oxidation states remain under discussion. The objectives of this
chapter are:

• To compute the reaction pathway for methanol oxidation to formalde-
hyde on Mo-oxides that reproduces the experimental insights.

• To determine of activity and selectivity of the reaction on MoO3(010)
and MoO2(110) surfaces.

• To determine the role of Fe in the iron molybdate used as catalyst in the
industrial formulation.
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• To propose a better catalyst composition.

Chapter 4. On the nature of oxygen vacancies on the α-MoO3(010) surface
through an optimized DFT+U method

Vacancies are essential in the catalytic activity of α-MoO3, and their char-
acterization is a key step to understand the catalytic properties of the oxide.
To date, there are no theoretical studies about characterization that reproduce
the experimental observations. In addition, an optimized DFT+U method is
essential to obtain an accurate description of their properties. In order to con-
tribute to solve these issues, this work was focused on the following objectives:

• To optimize the DFT+U method to obtain correct reaction energies and
electron localization in redox reactions.

• To determine what oxygens are removed during α-MoO3(010) surface
reduction.

• To characterize the energetic, electronic and geometrical features of the
formed vacancies.

• To study the vacancy energy as function of the coverage.

• To test the influence of the vacancy oxidation state on adsorption energy
of methanol and formaldehyde.

Chapter 5. Propylene production from glycerol: a first principles study
of the hydrodeoxygenation (HDO) process on MoO3−x.

HDO processes allow upgrading oxygenated biomass molecules by reducing
the oxygen contents. Theoretical studies are essential to a complete rational-
ization of the process for the development of more active and selective cat-
alysts. Moreover, the production of propylene from glycerol is an attractive
industrial target. This chapter will be oriented to the following objectives:

• To explain how the HDO works in this catalytic system.

• To study the vacancy formation on the catalyst surface by H2 adsorption
and hydrogen migration over the surface.

• To determine the reaction network for the glycerol reduction to propylene
on the base of the intermediates experimentally observed.

• To explore the mechanism of the different reaction types present in the
HDO process and to calculate all the elementary steps for them.

• To explain the origin of selectivity towards C-O bond cleavage over C-C.

Chapter 6. Selective C2 epimerization of aldoses catalyzed by Mo-based
compounds

Some rare sugars with important applications can be obtained by the
epimerization of their abundant counterpart. Experimentally Mo-based com-
pounds (molecular and solids) have shown a good performance both in activity
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and selectivity. Theoretical studies are needed to explain the mechanism and
the different activity and stability of the different Mo compounds. The objec-
tives of this chapter are:

• To unravel the reaction mechanism for the C2 epimerization of aldoses
and calculate the reaction path on POMs and bulk MoO3.

• To test the influence of POM heteroatom and deprotonation grade.

• To study the effects of explicit water molecules in the mechanism.

• To study the influence of side -OH groups in the aldose.

• To explain the different behavior against leaching of the bulk and cluster
Mo-based compounds.

• To find a descriptor for the catalytic activity.

With the accomplishment of these objectives, this thesis will display the
versatility of Mo-oxides as selective catalyst for biomass conversion. Their spe-
cial redox properties will be shown through an oxidation reaction, a reduction
reaction, and an isomerization. In addition, the optimized DFT+U method
will allow to reproduce correctly the molybdenum oxide properties in future
studies.
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Chapter 2

Theoretical background

In this chapter I am going to to describe the most important tools of theoret-
ical heterogeneous catalysis that were used during this thesis. I will start the
chapter describing the Schrödinger equation, the first mathematical approxi-
mation that allows to calculate the energy of chemical systems. After that, I
will continue with the Density Functional Theory (DFT), the main method of
theoretical heterogeneous catalysis. I will continue describing its fundamentals
and how it is applied for the study of solid systems. Finally, the main aspects
of microkinetic modeling, a tool that allows the transfer of DFT results to a
experiment observables, will be explained.

2.1 From the nuclei and electron configuration to
the energy: Schrödinger equation

The fundamental objective of theoretical chemistry is to obtain the energy of
a system from the electronic configuration of its atoms and/or molecules. The
first step in this direction was done in 1926 with the publication of the time-
independent Schrödinger equation,75 the fundamental equation of quantum
physics:

ĤΨ = EΨ (2.1)

where Ĥ is the Hamiltonian operator that describes the energy of the system,
Ψ is the set of solutions of the Hamiltonian (wave functions) that describe
the whole system, and E the energy of the system. Solving the Schrödinger
equation is possible to obtain the total energy of the system. The Hamiltonian
operator contains the operations associated to kinetic, T̂ , and potential, V̂ ,
energy of the system:
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Ĥ = T̂ + V̂ = − h2

2m
∇2 + V̂ (2.2)

and therefore we can write the Schrödinger equation as:

[
− h2

2m
∇2 + V̂

]
Ψ = EΨ (2.3)

In practice, to solve this equation for a many-body electronic structure is not
possible and some approximations are needed. The most important is the so-
called Born-Oppenheimer approximation,76 which separates the electron and
nuclei movement in two different mathematical problems. The physical reason
behind this assumption is the great difference in their mass. Due to this
difference, at the same kinetic energy, the electron movement is much larger;
and therefore, the nuclei of the atoms or molecules can be consider static.
The nucleus, or nuclei distribution for molecules, then determines the static
potential, V̂ , in which the electrons are moving. Assuming this approximation,
for a system of N electrons and described by the wave function Ψ(r1, r2, ..., rn),
the many-body Schrödinger equation is written as:

ĤelecΨ =
[
T̂ + V̂ + Û

]
Ψ = EΨ (2.4)

and therefore: N∑
i

− h2

2m
∇2
i +

N∑
i

V (ri) +
∑
i<j

U(ri, rj)

Ψ = EΨ (2.5)

In Eq 2.4, T̂ is the kinetic energy, V̂ the potential for the interaction electron-
nuclei, and Û the potential for the electron-electron interaction.

There are many methods for to obtain the total energy solving the many-
body Schrödinger equation. The most popular is the Hartree-Fock method,77

which approximates the electron many-body wave function by a single Slater
determinant. The accuracy of this method is limited, but some more accurate
methodologies have been developed on the base of it, the so-called post-HF
methods. These methods have a main problem, they have a high computa-
tional cost that limits their application to small systems. Only with the ap-
pearance of Density Functional Theory (DFT) the simulation of large systems
has become possible.

2.2 From the electron density to the energy:
Density Functional Theory (DFT)

Density Functional Theory (DFT) is a methodology that allows the study
of the electronic structure of many-body system using the electron density
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instead the wave function to describe the system. The computation of the
system energy with the many-body Schrödinger equation using the electron
density is much more efficient since the wave function depends of 3N variables,
Ψ(r1, r2, ..., rn), that is, three for each electron in the system; and the whole
electron density of the system depends only of 3 variables, n(r).

The electron density can be written in terms of the individual electrons
wave function:

n(r) = 2
∑

Ψ∗i (r)Ψi(r) (2.6)

and therefore the electron density in (r) is the summation of the probability
of an electron in individual wave function Ψi(r) is located at position (r).
The probability is multiplied by a factor of 2 because of the Pauli exclusion
principle that establishes each individual wave function can be occupied by
two electrons with opposite spin.

DFT has the roots in the Thomas-Fermi theory,78 which provided a rela-
tionship between the electron density and the corresponding many-body wave
function.79 Based in this relationship Pierre Hohenberg and Walter Kohn
postulated their theorems80 that are the basis of DFT:

• First theorem: “The ground state energy from Schrödinger equation is a
unique functional of the electron density.”

This theorem determines a one-to-one mapping between the ground state wave
function and the ground state electron density. In practice, this means that
the electron density determines all the properties of the ground state, including
energy, ε[n(r)], and wave function, Ψ[n(r)], and it allows solving the many-
body Schrödinger equation with a function of only three variables.

• Second theorem: “The electron density that minimizes the energy of the
overall functional is the true electron density corresponding to the full
solution of Schrödinger equation.”

From this principle an important property can be extracted: if the true func-
tional is known we can apply the variational principle to the electron density
until to obtain the exact solution and the exact energy.

Hohenberg-Kohn theorems show that it is possible to use the ground state
electron density to calculate properties of the system but they do not pro-
vide the way of to find this ground state electron density. This issue was
solved by Walter Kohn and Lu Jeu Sham,81 who showed that solving a set
of mono-electron equations for a fictitious system of non-interacting electrons,
the electron density can be calculated with the Eq. 2.6. The mono-electronic
equations are written as:[

T̂ + V̂KS

]
Ψi(r) =

[
− h2

2m
∇2 + VKS(r)

]
Ψi(r) = εiΨi(r) (2.7)

where T̂ represents the kinetic energy of the electron and V̂KS the Kohn-Sham
potential, a local effective (fictitious) external potential in which the non-
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interacting electrons move. The solution to this equation is a mono-electron
wave function that only depends of three spatial variables, Ψi(r). The Kohn-
Sham potential can be split as:

VKS(r) = V (r) + VH(r) + VXC(r) (2.8)

where V (r) describes the interaction between the electron and the collection
of nuclei. VH(r) is the Hartree potential that describes the Coulomb repulsion
between the electron i and the total electron density created by the all electrons
of the system. The Hartree potential is defined as:

VH(r) = e2
∫

n(r′)

|r− r′|
d3r′ (2.9)

The last term in Eq. 2.8, VXC(r), is the exchange correlation potential that
accounts all the quantum mechanical effects that are not included in the pre-
vious terms, and it is considered as the unknown part as it is a functional
derivative of the exchange correlation energy, and the functional that defines
this energy is unknown. This potential is defined as:

VXC(r) =
δEXC(r)

δn(r)
(2.10)

Therefore the expanded Kohn-Sham equation is written as:[
− h2

2m
∇2 + V (r) + VH(r) + VXC(r)

]
Ψi(r) = εiΨi(r) (2.11)

Being the energy a functional of the electron density, εi[n(r)], if a initial guess
of electron density is made we can solve this equation for each electron and
to obtain all the Ψi(r) of the system; and using the Eq. 2.6 a new electron
density is obtained. Then, the Kohn-Sham equation can be solved iteratively
to achieve the self-consistent solution to the system.

2.2.1 Solving the Kohn-Sham equation: Exchange-correlation
functional

At this point, through the Hohenberg-Kohn theorems, we know how to trans-
form the many-body Schrödinger equation of 3N spatial variables into a equa-
tion of only three. In addition, the Kohn-Sham equations provide us the way
for apply the Hohenberg-Kohn theorems. But DFT method still has a prob-
lem: the functional for exchange correlation energy, EXC [n(r)], is not known
except for the uniform electron gas, where the electron density is constant in
all points in the space. This potential should describe the exchange, the en-
ergy released when electrons (as they are indistinguishable particles) exchange
their positions; and the correlation energy, which arises from the interaction
between the electrons of the electronic structure, that is, it is a measure of how
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much the movement of one electron is depends on the presence of all other elec-
trons, the so-called electron self-interaction. In order to solve the Konh-Sham
equations some approximations to correlation exchange functionals have been
developed.

The simplest one is the Local-Density Approximation (LDA).81,82 In this
approximation the energy functional in a given point depends only of the
electron density, which is considered constant, in that point:

ELDAXC [n(r)] =

∫
n(r)εLDAXC (n(r))dr (2.12)

This equation could be extended to spin polarized systems. In LDA the
exchange-correlation energy for an uniform electron gas is also used for a non-
uniform systems, the really interesting systems. Although for some systems
LDA has been successful for reactions, either in gas-phase or surface, gener-
ally this approximation gives wrong results because of it tends to overestimate
binding and cohesive energies.

Increasing the complexity, we found the Generalized Gradient Approxima-
tion (GGA) functionals. In this approximation the energy functional in a given
point depends of the value and the gradient of electron density in that point:

EGGAXC [n(r)] =

∫
n(r)εGGAXC (n(r),∇n(r))dr (2.13)

The GGA functional equation also could be extended to spin-polarized sys-
tems. As there are many ways to include the gradient in the GGA, there
are many distinct available functionals. The most commonly used in hetero-
geneous catalysis are PBE,83 PW9184 and RPBE.85 More recently, the GGA
functional Bayesian Error Estimation Functional (BEEF) was generated us-
ing several training data sets of quantities representing chemistry, solid state
physics and surface chemistry. These pure GGA functionals do not include
the van der Waals interaction resulting from dynamical correlations between
fluctuating charge distributions, so the can yield wrong results for adsorption
and reaction energies with molecules and surfaces where this contribution is
important like for α-MoO3. Some methodologies have been developed to take
into account the van der Waals contributions; being the most popular the
semi-empirical correction of Grimme73,74 and the charge density dependent
correction developed for Tkatchenko.86 DFT calculations in the GGA gives
good values for thermochemistry, that are improved when dispersion forces are
taken into account.

There is another type of functionals, the hybrid functionals, that com-
bines the exchange correlation correction from LDA and GGA methodologies
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and add a portion of exact exchange from HF theory. These functionals are
more accurate than pure GGAs and they are the most used in simulations of
molecules, used to be the most popular B3LYP.87,88 These functionals can be
used in surface simulations, but the computational cost is prohibitive. Typ-
ically, they are only used for perform single points calculations; the most
popular hybrid functionals for surface simulations are PBE089 and HSE.90

Heterogeneous catalysis simulations typically involves more than 100 atoms,
and therefore solve the many-body Schrödinger equation is prohibitive, being
DFT the essential tool for these simulations. Between the approximations
of exchange correlation functional, GGA offers the best compromise between
computational cost and accuracy.

2.2.2 DFT+U approximation

Although GGA functionals give good results for many system in theoretical
heterogeneous catalysis there are a group of surfaces where the application
of these functionals to study the reactivity is particularly challenging: the
reducible transition metal oxides (RTMOs). Due to the erroneous electron
self-interaction approximations, DFT tends to exaggerate the extent of the
electron delocalization. This self-interaction errors are most problematic for
open shell system, mainly for RTMOs with partially occupied d or f orbitals.
In addition, this overdelocalization is different for each oxide.

There are two approaches to mitigate the overdelocalization: the use of
hybrid functionals and the DFT+U method. The use of hybrid functionals as
common methodology is prohibitive for the computational cost; and therefore,
DFT+U is the most used approximation. In DFT+U, an extra interelectron
repulsion term (U − J) is introduced. This term measures the strong on-site
Coulomb interaction of localized electrons. Thus, the total DFT+U energy is
expressed as

EDFT+U = EDFT + (U − J)
1

2

∑
lms

(ρlms − ρ2lms) (2.14)

where U describes the Coulomb potential, J the exact exchange potential, and
ρ is the occupation value of an atomic orbital with quantum numbers l, m,
and s. The term (U − J) measures the degree of uncanceled electron self-
interaction. In a simple approach introduced by Dudarev,71 the term (U − J)
is expressed as a single parameter: Ueff = (U − J).

This approximations improves importantly the accuracy of DFT methodol-
ogy on RTMOs. The main issue of this approximation is to choose the correct
value of Ueff , which should be optimized for each metal oxide, and in some
cases different properties of the same RTMO are correctly reproduces by dif-
ferent values of Ueff . Normally the value is chosen to match with a known
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experimental property, the band gap being the preferred. Due to the limita-
tions on experimental properties, methodologies to choose the Ueff only in
base a self-consistent calculations have been developed.91

As the work presented on this thesis involves calculations of bulk and sur-
face of α-MoO3, a RTMO, the chosen functionals are PBE and PBE+U.

2.3 DFT in heterogeneous catalysis: Periodic
systems

The best way to reproduce solid systems is using periodic conditions. Nor-
mally, to perform simulations we consider that the structure of a solid has
the same atom composition and distribution repeated infinitely over each co-
ordinate. Thus, we can describe a solid as a box, where we have this in-
formation, that is repeated periodically in the three dimensions. If the box
lattice vectors are a1, a2, and a3 the position of each atom is defined by
(r) = (n1a1, n2a2, n3a3) for any integer n1, n2, and n3. This boxes are called
cells, and the smaller cell that contains all the information in the unit cell.
The use of this periodic cells eases the resolution of the Kohn-Sham equation
by the application of the Bloch’s theorem.

For the cells characterized by the lattice vectors ai it is possible describe a
reciprocal lattice with vectors, bj . These vectors are defined so that ai· bj = 0
if i = j, and 0 otherwise. Therefore the reciprocal lattice vectors are calculated
as:

b1 = 2π
a2 × a3

a1· (a2 × a3)
(2.15)

b2 = 2π
a3 × a1

a2· (a3 × a1)
(2.16)

b3 = 2π
a1 × a2

a3· (a1 × a2)
(2.17)

the space described by these vectors is called reciprocal space or k-space.
An important observation is that larger vectors in real space correspond to
shorter vectors in reciprocal space. The use of reciprocal space and reciprocal
vectors ease the mathematical solution of Kohn-Sham equations.

2.3.1 Wave function description: plane waves basis set

For to solve the Kohn-Sham equations in periodic systems the wave function
solutions must satisfy the Bloch’s theorem,92 which states that in a periodic
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system the electronic wave functions can be expressed as the product of a
cell-periodic part, eikr, and a plane wave function, un(r):

ψn(r) = ei·krfn(r) (2.18)

The cell-periodic part is defined by a set of plane waves whose wave vectors
are reciprocal lattice vectors of the crystal:

fn(r) =
∑
G

cn,Gexp[iG·r] (2.19)

where G are the reciprocal lattice vectors. This vectors are defined by the
lattice vector, l, and an integer: G = 2πm/G. Finally, we can express each
electronic wave function as a sum of plane waves:

ψn(r) =
∑
G

cn,k+Gexp[i(k+G)·r] (2.20)

To solve the mathematical equations of DFT is much more convenient in terms
of k, vectors of reciprocal space, than in terms of r, vectors of the real space.
For the electronic wave function at each k the Bloch’s theorem states that
it can be expanded in terms of a discrete plane wave basis set. Although,
in principle, the electronic wave function must be expanded with an infinite
plane wave set, in practice this set can be shortened. The coefficient cn,k+G
for plane waves with small kinetic energy are much more important than for
plane waves with high kinetic energies. Thus, in practice, the plane wave basis
set is truncated and only the plane waves with kinetic energies lower than a
particular value are included in the calculation. This maximum value of kinetic
energy is the cutoff energy. Therefore, applying the Bloch’s theorem and the
cutoff energy a finite basis set is produced. The use of a cutoff energy leads
to errors in the total energy, lower for higher cutoff value, but it is possible
expand the kinetic energy to a value where the relative energies between the
different systems converge.

For the wave functions at each k, there are a number of n solutions to
the Kohn-Sham equations. These solutions, which have an associated energy,
are the so-called bands. The overall energy distributions of bands over all the
k-points determines important properties of the solid. The lack of energy gap
between bands, band gap (BG) is a property of metallic materials. If there
is a energy gap the compound could be a semi-conductor, for small gaps, or
insulator, for large gaps, see Figure 2.1.

Bloch’s theorem allows to only consider the electrons within the unit cell
at an infinite number of k-points within the first Brillouin zone. The occupied
electron states of each k-point contributes to the electronic potential, so a
infinite number of calculations would be needed to compute the total potential.
But in practice, the electronic wave functions of k points that are very close
are almost the same. Therefore, it is possible to represent the wave function
of a region of the space by the wave function of a single k point. If the
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Figure 2.1: Schematic representation of the electronic band structure of a metal, a
semiconductor and an insulator.

reciprocal space is correctly sampled it is possible to calculate the electronic
potential, and thus the energy of the cell of the solid, using a finite number of k-
points. There are several methodologies to sampling the k-points as efficiently
as possible, the most widely used is the Monkhorst-Pack method.93 The use
of a k-point sampling produces an error in the total energy. This error can be
reduced by the increase of k-point sampling. In practice this error converges
as the density of k-points increases, for high k-points density this error tends
to zero. As we work on the reciprocal space that is smaller as bigger is the
real cell, we can use less density k point sampling as larger is the cell.

2.3.2 Reducing the number of wave functions: pseudopoten-
tials

The substitution of core electron by pseudopotentials is an approximation
based on the chemical properties of the atoms are determined only by the
valence electrons. The inner electrons do not participate in chemical bonds,
they are almost inert and their distribution is practically the same in different
chemical environments. In addition, as they are very close to the nuclei they
have a strong ionic potential and their wave function have fast oscillations and
a large number of plane waves would be necessary to correctly reproduce them.
This fast oscillation results in a large kinetic energy for the valence electrons
in the core region, which roughly cancels the large potential energy due to the
strong Coulomb potential. Thus, the valence electrons are much more weakly
bound than the core electrons.

In this approximation, the strong Coulomb potential is replaced by an
effective weaker pseudopotential and the valence wave functions by a pseudo
wave functions that vary smoothly in the core region and outside they are
identical to the original ones, see Figure 2.2. The use of pseudopotentials
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allows the utilization of a smaller plane wave basis set to correctly describe
the wave function.

The ideal pseudopotential should be soft and transferable. Soft pseudopo-
tential means that the number of plane waves to expand the pseudo wave
functions is small . The transferability ensures the pseudopotential is able to
reproduce the properties of the atom in different chemical environments. One
of the most used pseudopotential methodology, and employed in the whole
thesis, is the Projector Augmented Wave (PAW) method.94,95 In this method,
the pseudo wave functions are used to construct the all electron wave functions
and the total energy functional is evaluated from the latter.

Figure 2.2: Schematic representation of the all electron, continuous blue line, and
pseudopotential, dashed red line, wave functions and potentials. rc is the cutoff radius,
that marks the point from the all electron and pseudopotential variables have the same
value. Adapted from ref.96

2.3.3 Practical application of periodic conditions: Slab models

In the most of heterogeneous catalysis, the catalytic activity takes place on the
surface of the catalysis. Surfaces are infinite in two dimensions, and therefore
it seems easy to represent the surface using the boundary conditions in two
dimensions. However, as the Bloch’s theorem applies for periodic conditions in
the three dimensions the slab model is used. The idea behind this model is to
represent the surface as a slab of few atomic layers and add a vacuum region
between slabs. Therefore when the cell is repeated in the three dimensions, it
defines a series of stacked slabs of catalyst separated by vacuum regions, as it
can be see in Figure 2.3, where a slab model of a metal surface is represented.
The surface slab should have several atoms layers in order to correctly mimic
the bulk/surface properties. It is important that the vacuum region is large
enough to avoid the interactions between slabs, and between adsorbates and
the bottom of the next slab.

In practice, for the slab thickness, more atoms layers are better, but more
layers means more computational time, and therefore, to choose the number
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of layers convergence test should be done. The enough thickness depends on
the surface nature and the property of interest. In the same way is better as
larger is the vacuum region, but it increases the computational time; typical
values are between 10-15 Å. Normally the reactivity is studied only on one side
of the slab, and the upper layers of the slab, and the adsorbates, are allowed
to relax, keeping on the bulk distribution of the atoms the first layers. Thus,
the slabs are asymmetrical, causing spurious terms that are avoided with the
use of a dipole correction along z axis.97

Figure 2.3: Repeated supercell of a metal surface represented by the slab model.

2.4 Finding transition states: NEB, CI-NEB and
IDM

In the study of reactivity to allocate the transition states (TS) structures is
a essential part. TS are defined as the atomic configuration with the high-
est potential energy along the reaction coordinate. Mathematicaly they are
first order saddle points. The difference in energy between the TS and the
initial state (IS) or final state (FS), the forward and reverse activation energy,
determines the rate of the reaction. Unfortunately, the numerical methods
employed to find minima can not be used to TS since they are developed to
minimize the energy. However, some methods have been developed to search
TS.

The method most widely used in heterogeneous catalysis is the Nudge Elas-
tic Band (NEB).98,99 This method is based in to define a minimum energy path
(MEP) between the IS and the FS. A initial guess of the MEP is given as a
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series of n atomic dispositions, called images, that are linearly interpolated
between the two minima. Then, a constrained optimization of the images is
done. Spring forces along the path between images are added and the compo-
nent of the force due to the potential perpendicular to the path is projected
out. In other words, each image is optimized taking into account the previ-
ous and following one and maintaining equal space to them. Once the forces
perpendicular to the path of all structures is zero the MEP is founded. As
more images are used to represent the path a better description of the MEP
is obtained. The highest energy image is considered the transition state.

However, none of the images represents exactly the transition state struc-
ture, see Figure 2.4. Therefore, a modification of the NEB method was devel-
oped to find the exact TS structure, the so-called climbing image, CI-NEB.100

In this method the highest energy image does not feel the spring forces along
the path, and it is displaced to the saddle point by the inversion of the true
force along the tangent. In others words, the energy is maximized along the
path and minimized in all other directions. This image converges at the exact
transition state structure. In Figure 2.4 a comparison between NEB and CI-
NEB is shown. The highest energy image obtained with NEB method is not
on the saddle point of MEP, leading a wrong identification of the TS. However,
using the CI-NEB method the structure corresponding to the saddle point is
achieved.

Figure 2.4: Representation of NEB (right) and CI-NEB (left) calculations. Red line
represents the MEP and blue points the IS, FS and optimized images.

In practice, the best way to find TS is the combination of NEB methods
with the Improved Dimer Method (IDM). The highest energy image from a
NEB is used as initial guess of IDM. In this method two images (the dimer)
separated to a fixed distance are optimized to maximize the energy along the
dimer axis and minimize in all others. Then, the curvature is calculated and
the dimer rotated to set the dimer axis parallel to the direction of maximal
negative curvature. This cycle is repeated until the dimer converges in the TS
structure. The initial dimer axis is provided by a frequency calculation.
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2.5 Linking DFT results with experiments: mi-
crokinetic modeling

Typical DFT calculations are performed for model systems of isolated
molecules, and we need to relate this calculations with experiments. Kinetics
provides us the theoretical framework to relate the the thermodynamic values
calculated with DFT and the rate of variation of macroscopic parameters as
reactant concentration and pressures. In addition, the chemical processes nor-
mally are composed of several elementary steps, or even, by complex reaction
networks. Microkinetic models21 couple these elementary steps providing a
important tool to understand the chemical processes.

In heterogeneous catalysis the reactants normally adsorbs on the surface.
Once all the reactants are adsorbed they react in their chemisorbed state.
After that, the products are desorbed. This mechanism is known as Langmuir-
Hinshelwood kinetics. The simplest Langmuir-Hinshelwood mechanism is
represented in the following reaction scheme model were * represents the free
active sites:

R1: A(g) + * ←→ A*

R2: A* ←→ B*

R3: B* ←→ B(g) + *

R1 and R3 describe the elementary step of adsorption/desorption of A
and B respectively. R2 describe the chemical reaction to the interconversion
between A* and B*. Each step is characterized by a forward, k+i , and reverse,
k−i , kinetic coefficient. They are linked to the thermodynamic constant, Ki, of
each reaction through the relationship Ki = k+i /k

−
i . The corresponding rate

for R1-R3 reactions can be written as function of these constants:

r1 = k+1 PAθ∗ − k
−
1 θA (2.21)

r2 = k+2 θA − k
−
2 θB (2.22)

r3 = k+3 θB − k
−
3 PBθ∗ (2.23)

where Pi is the pressure of reactant i, θi is the coverage of the adsorbed
reactant i and θ∗ is the fraction of free sites in the surface. The number of
active sites on the surface is constant, and the following balance is established:

θ∗ + θA + θB = 1 (2.24)

The kinetic coefficients k+i and k−i are obtained following the Transition
State Theory (TST) of Eyring, Evans and Polanyi.101,102 This theory postu-
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lates that the reaction proceeds through an activated complex located at the
top of the energy barrier between the reactants and products. This complex is
the transition state. DFT calculations are used to calculate the energy barriers
and the partition functions needed to solve the TST equations.

R1 reaction describes the adsorption/desorption of A molecule on a free
site. The adsorption rate is calculated with the following equation:

rads,A = k+1 PAθ∗ (2.25)

k+1 =
Acat√

2πmAkBT
S0(T ) (2.26)

The adsorption constant, k+1 , is calculated using the Hertz-Knudsen equa-
tion, where Acat is the area of a free site; mA is the mass of a single molecule
A; kB is the Boltzmann’s constant; T the temperature of the reaction system;
and S0(T ) the sticking coefficient that in the most of the cases may be ap-
proximated to the unit. An equivalent equation would be used to calculate
rads,B and k−3 . The reverse reaction, the desorption rate of the molecule A is
calculated as:

rdes,A = k−1 θA (2.27)

k−1 =
kBT

h

q#des,A
qA∗

e
Eads,A
kBT (2.28)

where qA and q#des,A are the partition function of the adsorbed molecule A
and of the transition state for desorption process; h is the Planck constant
and Eads,A the adsorption energy of the A molecule. rdesorp,B and k+3 are
calculated with equivalent reactions. The rate of the elementary step to the
interconversion between A* and B* is written as:

rA∗→B∗ = k+2 θA − k
−
2 θB (2.29)

k+2 =
kBT

h

q#A#
qA∗

e
−E+

a
kBT (2.30)

In this equation qA# is the partition function of the transition state to the
interconversion between A* and B* and Ea is the activation energy, that is,
the energy difference between the transition state and A*. For the reverse
reaction the equivalent reaction is applied. There is consistence between ther-
modynamics and kinetics in all the reaction system so that

Ki = e
−∆G
kBT =

k+i
k−i

(2.31)

42

UNIVERSITAT ROVIRA I VIRGILI 
MOLYBDENUM OXIDES AS CATALYST FOR BIOMASS-DERIVED COMPOUNDS: A THEORETICAL APPROACH 
Marcos Rellán Piñeiro 
 



The total partition function of a molecule is defined as the product of the
nuclear, electronic, vibrational, rotational and translational partition func-
tions:

q = qnucl qrot qelec qvib qrot qtrans (2.32)

qnucl and qrot are simplified to the unit since they keep constant during reac-
tions. In addition, for adsorbed species the rotational and vibrational partition
functions are also simplified to the unity since the adsorbed molecules can not
rotate or move. Therefore the partition function for adsorbed species is calcu-
lated as:

qi = qvib,i =
∏
i

e−hνi/2kBT

1− e−hνi/kBT
(2.33)

where νi is the vibrational frequency i. If ZPVE is added to the value of energy
barriers, the partition function has the form:

qi = qvib,i =
∏
i

1

1− e−hνi/kBT
(2.34)

for the calculation of q#desorp,i the rotational partition function, qrot,i, and trans-

lational 2D partition function, q2Dtrans,i, have to be added:

q#des,i = qvib,i qrot,i q
2D
trans,i (2.35)

qrot,i =
1

σ

(
8π2kBT

h2

) 3
2 √

πIAIBIC (2.36)

q2Dtrans,i = A
2πmkBT

h2
(2.37)

Being σ the symmetry number and Ix the moment of inertia along the three
spatial coordinates.

The differential equations for the variation of the coverage for each com-
pound are expressed as the sum of the rate of each elementary step in which
it is involved. The differential equations for the mass balance of reactants and
products depend of the simulated system. The full set of equations can be
solved numerically with a computer to obtain the complete solution, which
describes the time dependent evolution of products and intermediates of the
reaction. However, if we are only interested on the steady state some approx-
imations can be applied:

• The steady state approximation. It is assumed that the steady state was
reached and the coverage of all species is a constant value. Therefore, all
the differential equations are equal to zero. A constant flow of reactants
enter on the reactor leading a constant flow of products.

• The quasi-equilibrium approximation. One elementary step is consid-
ered the rate determining step (RDS) and all the others are assumed to
be in equilibrium.
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• The irreversible step approximation. It is a further approximation of
the quasi-equilibrium approximation. In addition, the rate for the reverse
reaction of one or several steps is set to zero.

The quasi-equilibrium approximation

In chapter 6 the quasi-equilibrium approximation approximation will be
used to compare the catalytic activity of some Mo-based compounds. For the
previous reaction scheme R1-R3 this approximation is applied in the following
way:

Considering R2 as the RDS:

r1 ∼= 0 θA = K1PAθ∗ (2.38)

r3 ∼= 0 θB = K−13 PBθ∗ (2.39)

r = r2 = k+2 θA − k
−
2 θB = k+2 K1PAθ∗ −

1

K3
PBθ∗ (2.40)

and being K2 = k+1 /k
−
1 and KT = K1K2K3, then

r = k+2 K1PA

(
1− PB

KTPA

)
θ∗ (2.41)

As for the principle of conservation of sites θA + θB + θ∗ = 1 using the Eq.
2.42 and 2.43 the fraction of free sites can be expressed as

θ∗ =
1

1 + PAK1 + PB
1
K3

(2.42)

With these equations we can express the overall reaction rate in function
of equilibrium constants of the steps in quasi-equilibrium, the rate constant of
RDS and pressure of reactants:

r = k+2 K1PA

(
1− PB

KTPA

)
1

1 + PAK1 + PB
1
K3

(2.43)
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Chapter 3

The Formox™ process:
selective methanol oxidation
to formaldehyde

In this chapter I will explain the study of the selective methanol oxidation to
formaldehyde catalyzed by molybdenum oxides, an industrial reaction known
as Formox process. This was my first study of catalytic biomass conversion
and thus, simple PBE functional was used. Methanol is the smallest oxy-
genated compound obtained from biomass, and its small size along with its
small number of conformation does this molecule the ideal probe molecule to
understand the behavior of molybdenum oxides in biomass reactions. This
work was published in ChemSusChem journal.103

3.1 Introduction

Formaldehyde is an important precursor to many other materials and chem-
ical compounds, it is predicted its production will exceed 52 million tonnes
in 2017.50 The most efficient industrial route to obtain formaldehyde is the
oxidation of methanol, CH3OH(g) + 1

2O2 →CH2O + H2O, through the For-
mox process, where the catalyst is a mixture of MoO3 and the iron molybdate
Fe2(MoO3)4. To obtain a high selectivity an excess of MoO3 should be added
to the reactor. The two phases are essential; some experimental studies have
determined that the Fe content promotes the catalyst activity and the Mo-
phase promote the selectivity,56 but the exact role and their synergy are under
discussion. In addition, the nature of the active site and its oxidation state
also are unknown. The objective of the present work is to clarify these issues.
There are many experimental works focused to solve these questions,52–56 since
remove the drawbacks of the process, as the catalyst stability,104,105 is an im-
portant industrial challenge. Before the publication of this work there was not
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previous theoretical studies about this reaction, but currently, another study
was published.65

In this work, the reaction network for methanol oxidation catalyzed by
different molybdenum oxides was calculated. In order to determine the influ-
ence of molybdenum oxidation state the reaction network was calculated on
both α-MoO3 and MoO2. As model of α-MoO3 the most stable (010) surface
was used; it was claimed to be the responsible of the production of formalde-
hyde.106 In oxygen-depleted environments, vacancies appear in the surface107

changing the oxidation state of the molybdenum center. The reaction on these
defects was also calculated by removing one surface terminal oxygen atom, Ot.
These oxygens were reported to be responsible of oxygen depletion on the sur-
face.58,106 MoO2 has a monoclinic structure similar to a distorted rutile. To
simplify the analysis a rutile structure was used as model of this catalyst; this
approximation was used previously with success.108,109 The reactivity was cal-
culated over the most stable plane (110). In oxygen environments the surface
undercoordinated Mo centers, Mocus, are partially covered by oxygen atoms,
and the reaction network was also calculated on this system. The slabs models
of these systems are shown in Figure 3.1.

In addition, to determine the role of iron in the industrial catalyst, α-
MoO3(010) was doped with Fe atoms. Vacancy formation and reactant ad-
sorption calculations were done to study the influence of iron atoms in activity
and selectivity.

Figure 3.1: Slabs models used in the present study to represent MoO3 and MoO2 un-
der aerobic, gray squares, and anaerobic, green squares, conditions. a) α-MoO3(010)
pristine surface. b) Ot defective α-MoO3−x(010) surface. c) r-MoO2+x(110) surface
with O atoms adsorbed on Mocus position. d) Clean r-MoO2(110) surface.

3.2 Description of the reaction path

For the analysis of activity and selectivity two reactions were studied, the
methanol oxidation to formaldehyde (R1) and the further oxidation of
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formaldehyde to carbon monoxide (R2):

R1: CH3OH + 1
2O2

MoOx−−−−→ CH2O + H2O

R2: CH2O + 1
2O2

MoOx−−−−→ CO + H2O

In the mechanism calculated for R1 the methanol adsorption on catalyst
surface is followed by the -OH dissociation by an acid-base pair. In the next
step a surface oxygen breaks the C-H bond with the subsequent formation of
formaldehyde, which afterwards desorbs:

R1.1: CH3OH(g) + * ←→ CH3OH*

R1.2: CH3OH* + * ←→ CH3O* + OH*

R1.3.A: CH3O* + OH* ←→ CH2O* + H2O*

R1.3.B: CH3O* + * ←→ CH2O* + OH*

R1.4: CH2O* ←→ CH2O(g) + *

This mechanism for the reaction catalyzed by α-MoO3 was summarized by
Tatibouët110 and it is supported by several experimental evidences.111–115 The
mechanism for R2 starts with the formaldehyde adsorption and continues with
two consecutive C-H bond breaking where the hydrogen atoms are transferred
to surface oxygens:

R2.1: CH2O(g) + * ←→ CH2O*

R2.2: CH2O* + * ←→ CHO* + OH*

R2.3: CHO* + * ←→ CO* + OH*

R2.4: CO* + * ←→ CO(g) + *

Alternatively HCO could also react with another hydroxy fragment to gen-
erate CO2, but this possibility was not considered. The reaction paths for the
reaction on the two oxides are shown in Figure 3.2 and 3.3.

During the reaction path, hydrogen atoms are stripped from methanol and
formaldehyde by -Ot oxygens of the catalyst forming -OtH* groups on the
surface (R1.2, R1.3.B, R2.2 and R2.3). This is supported by the reported
formation of hydroxylated surface in the form of a bronze (HxMoO3) during
the reaction at temperature of 200ºC.116 These hydroxyl groups recombine to
form an adsorbed water molecule, H2Ot*. Low energy barriers, around 0.7
eV, have been calculated for hydrogen diffusion on the surface. Alternatively,
if the whole reactivity takes place on a unique reactive center and two hy-
drogen atoms are transferred to the same oxygen a water molecule is directly
formed (R1.3.B). These water molecules are released from the surface forming
a vacancy defect. This is a typical Mars-van Krevelen mechanism,117 where a
reaction product leaves the catalyst surface with some constituent of the cat-
alyst’s lattice. In addition, accordingly with the experiments, when there is
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a high vacancy concentration on the surface, as in anaerobic experiments, in-
stead of water, H2 molecules are formed and released to recover the catalyst,33

due the high energy necessary for to form two nearby vacancies.

For the catalyst recovery the surface vacancies should be healed. Under
aerobic conditions O2 molecules adsorb in vacancy positions very exothermi-
cally (-2.14 eV) regenerating the surface Ot. When oxygen is not present in
the reaction media, the surface vacancies are healed by bulk oxygens,106 pro-
cess favored by the relatively high temperature of the experimental procedure.
Experiments in anaerobic conditions have identified the formation of Mo4+

and Mo5+ bulk centers through X-ray photoelectron spectroscopy (XPS).33 In
addition, a diffusion path for the defects on α-MoO3 that allows bulk oxygen
transport through bulk vacancies with very small energy differences have been
identified in the present work.

Kinetics experiments have assigned positive reaction order for methanol
and oxygen and negative to water.111,118,119 This is in agreement with our
calculations since adsorption of methanol and oxygen is exothermic in all the
systems and their presence favored the reaction. However, the presence of
water inhibits the reaction because of water competes with oxygen for the
adsorption on vacancy positions preventing a faster catalyst recovering.

3.3 Activity and selectivity

The reaction paths for R1 and R2 shown in Figure 3.2 and 3.3 were analyzed to
determine the activity and selectivity towards formaldehyde production of the
four catalytic systems. Adsorption energies of reactants, energy barriers for the
hydrogen stripping steps, and the products desorption are taken into account
in this analysis. To reach selectivity the adsorption energy of formaldehyde
should be smaller than for methanol and smaller than C-H activation.120

The reaction path shown in Figure 3.2.a corresponds to the decomposition
of methanol and formaldehyde in the pristine α-MoO3(010) surface. The C-H
activation and water desorption appears to be the most energy demanding
steps, in agreement with experiments.112,115 The ZPVE corrected activation
energy for the methyl H abstraction is 0.92 eV, in good agreement with the
apparent activation energy reported between 0.90 and 1.00 eV.110,118 Low ac-
tivity is predicted for this surface by two reasons: i) the high energy barrier
for water desorption, which is a crucial step for recovery of the catalytic Ot

centers; and ii) the methanol weak adsorption, which is in agreement with
temperature programed desorption (TPD) experiments.112 Therefore, high
temperatures are needed to remove adsorbed water from the surface and reach
a high catalytic activity. On the other hand, the selectivity towards formalde-
hyde production is expected on this surface. The adsorption of the formalde-
hyde is only -0.05 eV and thus, the high energy demanding first H abstraction
can not compete with desorption. Moreover, the low coverage of methoxy
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Figure 3.2: Reaction energy profile for the decomposition of methanol on a) α-
MoO3(010) and b) Partially reduced α-MoO3−x(010).
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Figure 3.3: Reaction energy profile for the decomposition of methanol on a) r-
MoO2(110) and b) Partially oxygen covered in cus position r-MoO2+x(110).

50

UNIVERSITAT ROVIRA I VIRGILI 
MOLYBDENUM OXIDES AS CATALYST FOR BIOMASS-DERIVED COMPOUNDS: A THEORETICAL APPROACH 
Marcos Rellán Piñeiro 
 



species induced by its endothermic adsorption energy avoids the formation of
dimethyl ether.

Under anaerobic conditions, Figure 3.2.b, the reactants adsorb on vacancy
positions strongly. The removal of hydroxyl groups from the surface either in
the form of water or H2 are a high energy demanding steps. Moreover, due
the lack of oxygen in the system, the surface oxygens should be replaced by
bulk lattice oxygens and this supply is limited a low temperature. Therefore,
relevant activity is only expected at high temperatures; even so, it would be
conditioned by the reduced availability of oxygen. The formaldehyde adsorp-
tion is strongly exothermic, even more than methanol adsorption, and the first
H abstraction is an exothermic process with an energy barrier lower than the
formaldehyde desorption. Therefore, a complete oxidation of methanol to CO
is expected for this system.

The reaction path on r-MoO2(110) both in stoichiometric and oxidized
surface, Figure 3.3 a and b respectively, is very similar. Reactants and products
are strongly adsorbed, being the most energy demanding steps the desorption
of formaldehyde and water. These high values are the main drawback to the
activity on these surfaces. The barriers for the oxidation of formaldehyde are
lower than its desorption energy for both surfaces, and thus, selectivity is not
expected on both MoO2 surfaces.

These results are in agreement with experiments on both surfaces.33 Ox-
idation of methanol was possible on MoO3 and MoO2 indicating that the
requirement for the activity is the presence of Mo/O pairs, independently of
the Mo oxidation state. However, the presence of a complete layer of Mo6+

centers is essential to ensure a selective reaction towards formaldehyde, which
explain why the presence of an excess of O2 in the system is essential. Molec-
ular oxygen, in addition to act as an oxygen reservoir to recover the catalyst,
competes with formaldehyde for adsorption on vacancy positions.

3.4 MoO2/MoO3

Experiments have shown as the catalytic behavior of MoO2 changes completely
in a second run and it resembles the performance of MoO3.

33 XPS analysis
of post reaction MoO2 showed as its surface was completely oxidized to Mo6+

state. Previously, it had been reported that under reaction conditions MoO2

can be oxidized to MoO3 at temperatures above 300ºC.121 In addition, the
methanol conversion over this oxidized surface is higher than on MoO3, which
may be due the larger surface area of the MoO2.

Due to the good performance of the oxidized surface over the MoO2 bulk,
the reaction on a MoO3 layer on top of MoO2 slab was studied. A monolayer
of MoO3(010) was placed over r-MoO2(110) surface. The adhesion of this
epitaxial layer was exothermic, -0.25 eVÅ−2. The reaction path calculated
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over this surface shows that the methanol conversion is feasible; however, it
was not possible to reproduce the selectivity. This result indicates that a
well developed MoO3 surface structure is needed for an active and selective
behavior.

3.5 The role of iron

The role of iron in the industrial formulation was also studied in this work.
Both calculations of this work and previous experiments33 have shown as the
MoO3 phase can catalyze selectively the reaction. However, the reaction profile
of Figure 3.2.a shows a weak adsorption energy for methanol and high energy
barriers for redox steps, C-H bond break and vacancies formation, which pre-
dict a low conversion of methanol on this surface. In addition, the presence
of vacancies on the surface was demonstrated as detrimental for the formalde-
hyde selectivity, and therefore, the vacancy formation energy can be consider
as a single descriptor of activity and selectivity for methanol decomposition.

The role of the iron was analyzed by the doping of the α-MoO3(010) sur-
face. Two models were studied, in the first one a surface molybdenum was
substituted by an iron and in the second one the substituted was a subsurface
molybdenum. These two doped structures are almost isoenergetics. The va-
cancy formation energy, calculated for the formation of 1

2O2, and adsorption
of methanol and formaldehyde was calculated for these models and compared
with the native α-MoO3(010), see Figure 3.4.

Vacancy formation on the native surface is a process very endothermic,

Figure 3.4: Vacancy formation energy to form 1
2O2, Evac, and adsorption energy,

Eads, of methanol and formaldehyde on α-MoO3(010) clean and iron doped in subsur-
face, Fess, and in surface, Fes. For Fes-MoO3 the adsorption is on a vacancy position;
between brackets the atom on which the vacancy is formed.
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2.71 eV, but this energy is halved for the system with iron in subsurface, 1.30
eV. For the system with the iron placed on the surface this process turns
exothermic, either the vacancy is formed on a Mo-Ot center, -0.18 eV, or on
the Fe-Ot center, -0.59 eV. Therefore, if the iron is placed on the surface the
vacancies are formed spontaneously, which is detrimental to the selectivity.

In pure α-MoO3(010) the vacancy formation leaves two additional electrons
on the surface that are accepted by the molybdenum atom and in a lesser ex-
tent by the surrounding oxygen atoms, which reduce their distance to Mo.
This generates a large rearrangement of the first coordination sphere of oxy-
gen that results in a high vacancy formation energy. The vacancy formation in
subsurface doped oxide is less energetic. The analysis of magnetization varia-
tion shows as iron accepts one electron since magnetization rises from 1.29 to
2.32 µB. Analysis of the density of states (DOS) leads to the same conclusion.
Therefore, when a vacancy is formed on the doped surface, one electron is ac-
cepted by the Fe atom buffering the large oxygen rearrangement and favoring
the vacancy formation.

Adsorption energies were calculated, therefore, on the pristine Fess-
MoO3(010) and in the defective Fes-MoO3−x(010) surface. For the last one,
the molecules are adsorbed defective center, either on a Mo or on a Fe. The
selectivity of the native surface is determined partially for the competitive ad-
sorption of methanol and formaldehyde where both compounds are adsorbed
weakly, -0.25 and -0.05 eV respectively. If the Fe dopant is in a subsurface posi-
tion the adsorption energies are -0.47 and -0.01 eV for methanol and formalde-
hyde respectively, so the selectivity is even enhanced. However, if the Fe is
placed on surface the selectivity disappears since the adsorption of formalde-
hyde is favored either on a Mo vacancy position, 0.02 versus -0.89 eV, or on a
Fe vacancy position, -1.07 versus -1.24 eV.

Then, the best performance is obtained with iron atoms placed on the sub-
surface, see Figure 3.5, which increase the activity by the reduction of the
energy cost of surface reduction and keeps the selectivity of the native sur-
face. Conversely, iron atoms on surface force the presence of oxygen vacancies
avoiding the selectivity. These results explain the experimental observations;51

the presence of iron increases the overall activity, but the iron atoms on the
catalyst surface decrease the selectivity, and this is the reason why an excess
of MoO3 is needed in the industrial formulation. Therefore, the active and
selective phase is MoO3 and the role of Fe atoms is to act as electron acceptor
in redox steps, reducing the energy cost and increasing the activity.

Figure 3.5: Doped Fess-MoO3(010) surface. a) Clean surface. b) Defective surface.
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3.6 Conclusions

The selective methanol oxidation towards formaldehyde on Mo-based oxides
was studied by means of DFT. The reaction is possible on both Mo6+ and re-
duced centers, only the presence of the Mo/O pair is needed; and the catalytic
activity is linked to fast the recovery of the catalyst forming vacancies, by wa-
ter desorption, and healing them, either with environmental O2 or bulk lattice
oxygens. Differently, for a selective process the presence of reduced centers is
detrimental, since formaldehyde adsorbs strongly on them. The role of iron
oxide of the industrial Formox formulation was also rationalized by the study
of the Fe doped α-MoO3(010). Iron atoms in subsurface halves the energy cost
to form a vacancy, which increases the activity, and enhances the selectivity.
With Fe atoms in surface vacancies are formed spontaneously reducing the
selectivity. Therefore, in the industrial catalyst MoO3 is the catalytic phase,
and the role of Fe atoms is to increase the activity by the reducing of reaction
energy in redox steps. An excess of MoO3 is needed to avoid the presence of
Fe atoms in the catalyst surface, which is detrimental to selectivity.†

†A latter study of Choksi et al.65 about the methanol oxidation on α-MoO3 using the
BEEF-vdW functional was published. They propose the same reaction pathway and found
the same selectivity towards formaldehyde due the high energy difference between the first C-
H scission on CH2O* and the molecular desorption. As difference, they propose the vacancy
positions as active and selective site, differently that is observed in experiments. Finally,
they performed a microkinetic study, where the C-H bond cleavage of methanol was found
as the rate determining step by the calculation of degree rate control.
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Chapter 4

On the nature of oxygen
vacancies on the α-MoO3(010)
surface through an optimized
DFT+U method

This chapter is divided in two parts: i) the optimization of the Ueff for the
PBE+U method, and ii) the study of the vacancy natur at the α-MoO3(010)
surface. Vacancies play an important role in the catalytic activity of MoO3,
and the correct characterization of them is essential. Searching in literature
can be found studies with pure DFT or DFT+U approximation, for which
several values of Ueff (from 2.0 to 8.6 eV) have been reported. Due to the
scattered results obtained with the different Ueff , an in-depth optimization of
Ueff was performed in this study. To date, there are no studies that describe
correctly the vacancy nature on α-MoO3(010). Only a recent study found the
correct electronic states, but they are briefly described.122 The manuscript of
this work has been submitted.123

4.1 Introduction

In the last years, molybdenum oxides, mainly α-MoO3, have become the cat-
alyst of choice for a wide range of applications.38,40,56 In addition to its
catalytic properties, a wide range of chemical and physical applications have
been reported for them.49 The most of these properties are due to their redox
properties, that can be fine-tuned by addition of cations,124 hydrogen125 or by
oxygen removal.126 Specifically, in catalyst, most of the reactions are carried
out in the reduced oxide, being vancies the reactive center. The vacancy for-
mation modifies the properties of the oxide, as two electrons are kept at the
surface. The electrons could be either accommodate in one127 or two128 surface
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cations, or even they could be delocalized.129 Therefore, a characterization of
the structural and electronic properties of the vacancies is essential to predict
and to control the properties of the material.

This work is focused to the study of the nature of vacancies on the α-
MoO3(010) surface; where is carried out the most of the catalytic reactivity
with this oxide. This surface has three different types of oxygens bonded to
one, two and three molybdenum centers. It is important to know which type of
oxygen is removed during reduction and the electronic structure of the reduced
surface, as they affect the catalytic properties of the oxide. Experimentally the
formation of Mo5+ centers at low vacancy concentration has been observed,
whereas at high vacancy concentration the formation of Mo4+ centers was also
reported.46,130

Previously, pure DFT calculations have been performed to characterized
the vacancy formation on MoO3 where Ot and Ob were reported as the eas-
iest oxygen to remove;58,64,65 but the overdelocalization of the electrons by
pure GGA functionals did not allow the assignment of the oxidation states.
PBE+U calculations have also been performed for a scattered Ueff and they
report either no localization,62 or the formation of Mo4+ centers58,72 after Ot

removal. However, a recent study using an Ueff= 6.0 eV pointed out the for-
mation of two different states after Ot removal, but no characterization was
performed and low vacancy formation energies were reported.122 The different
Ueff results in a wide range of reaction energies and electron localization and
so, the results are not comparable. Therefore, a more thorough investigation
of the dependence of the chemical properties with Ueff is thus necessary.

In this work the Ueff was optimized by fitting with HSE06 and CCSD(T)
benchmarks. PBE+U thus allow the correct description in terms of energy and
electronic structure of the vacancy formation. The easiest oxygen to remove
was identified and a detailed description and characterization of the formed
vacancies was performed.

4.2 Ueff optimization

The effects of Ueff
71 in reaction energies and electron localization for calcula-

tions on α-MoO3 were studied. The results were benchmarked with the hybrid
HSE0690 functional and the Ueff that gave better performance in terms of re-
action energies and electron localization was chosen. The methanol oxidation
to formaldehyde on MoO3(010) was used as example.65,103 Finally, the perfor-
mance of the optimized PBE+U and other DFT functionals was benchmarked
with a reference value calculated with CCSD(T), a highly accurate calcula-
tion level, for the 1,3-propanediol oxidation to hydroxypropanal on the cluster
Mo3O9.

131
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4.2.1 ∆E vs Ueff and HSE06 benchmarking

The following three reactions of the methanol oxidation to formaldehyde were
considered for the analysis:

R1: CH3OH(g)
α−MoO3−−−−−−→ CH3O* + OH*

R2: CH3OH(g)
α−MoO3−−−−−−→ 1

2CH2O(g) + OH*

R3: CH3OH(g)
α−MoO3−−−−−−→ CH2O(g) + 2OH*

R1 is the dissociative adsorption of methanol, and thus an acid-base re-
action. R2 and R3, the formation of 1

2 formaldehyde and formaldehyde re-
spectively, are redox process that leave one and two hydrogen on the surface,
respectively, with the concomitant one and two-electrons surface reduction. In
Figure 4.1, the reaction energy, ∆E, and electron localization are represented
as function of Ueff for the range Ueff= 0-7.0 eV. For the acid base system,
∆E is almost constant and no magnetization is observed in all the Ueff range.
However, the two redox reactions, R2 and R3, show a different behavior: ∆E
keeps constant and no magnetization is observed until Ueff= 3.0 eV; for higher
values ∆E decreases linearly with Ueff and the electron localization is close
to 1 and 2 for R2 and R3, corresponding to a reduction of one and two Mo
centers to Mo5+. The linear regression of the energy shows as the slope de-
pends on the number of electrons localized in the surface, in agreement with
previous observations.91 For Ueff between 3.0 and 7.0 eV ∆E decreases by
0.65 and 1.30 eV for R2 and R3 respectively, changing the thermodynamics of
the system. These results display the dramatic consequences of to choose an
incorrect Ueff value.

For the benchmark against the hybrid HSE06 functional single points on
PBE+U at Ueff= 0, 3.5 and 7.0 eV geometries were performed. The results
are shown in Figure 4.1. For R1 HSE06 gives ∆E between 0.43 and 0.54 eV,
slightly higher than PBE+U in all Ueff range. For both redox systems HSE06
gives reaction energies similar to PBE with intermediate Ueff values. Instead,
the PBE+U results with high Ueff are very different, even for structures
optimized with Ueff=7.0 eV. For R2 and R3 a electron localization close to
1 and 2 was obtained respectively, since one and two Mo6+ were reduced to
Mo5+. Thus, intermediate values of Ueff should be used to fit the HSE06
reaction energies; and, a Ueff higher than 3.0 eV should be used to reproduce
the correct electron localization. Therefore, in this analysis it was conclude
that the better performance is obtained with Ueff= 3.5 eV, that fit both ∆E
and electron localization of the more accurate HSE06 functional.
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Figure 4.1: Reaction energy, ∆E, as function of Ueff for: a) acid-base dissociative
adsorption of methanol, b) one electron reduction of the surface by de adsorption
of one hydrogen atom, and c) two electron reduction of the surface for the addition
of two hydrogen atoms. Colored filled circles are PBE+U values at 5×5×1 k-point
sampling. Colored circles are PBE+U energies at Γ-point. Colored stars are HSE06
reaction energies calculated as single points at the corresponding PBE+U geometries.
Electron localization: Black circles are the total magnetization and white circles the
magnetization of reduced Mo centers.
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4.2.2 CCSD(T) benchmarking

In addition, benchmark calculations for the 1,3-propanediol oxidation to hy-
droxypropanal on the cluster Mo3O9 were performed, see Figure 4.2. The
CCSD(T)/aug-cc-pVDZ-pp reaction energy,131 1.00 eV, was used as reference.
Calculations were performed for PBE, PBE+U, BEEF-vdW and HSE06 func-
tionals. For PBE+U the above chosen Ueff= 3.5 eV and the most utilized,
6.3 eV, were assessed. In addition, a B3LYP/aug-cc-pVDZ-pp calculation was
performed in Gaussian 09132 . The best results are obtained with the hybrid
functionals 1.05 and 1.11 eV for B3LYP and HSE06. PBE an BEEF-vdW
overestimate ∆E by ∼0.25 eV. PBE+U with Ueff=3.5 eV leads to a good
result of 1.13 eV, very similar to HSE06 again, and not far of CCSD(T). In
contrast, PBE+U with Ueff=6.3 eV gives 0.66 eV.

Figure 4.2: Reaction energy for C3O2H8(g) + Mo3O9 −→ C3O2H6 + Mo3O9H2 with
different functionals. The horizontal line marks the value for the CCSD(T)/aug-cc-
pVDZ/aug-cc-pVDZ-pp method.131 aB3LYP calculations were performed with Gaus-
sian 09 software.132

With the previous analyses can be concluded that Ueff= 3.5 eV gives
accurate results for reaction energies and electron localization. Conversely,
the previous reported Ueff= 6.3 eV results in a larger error estimation of
reaction energies.

4.3 Vacancies on MoO3(010)

The three different oxygen (Ot, Ob, and O3c) are exposed in the surface and
could be removed in vacancy formation. Previous calculations with pure DFT
reported Ot and Ob as the easiest oxygens to remove with similar vacancy for-
mation energies. The optimized structures were very similar with one oxygen
in an intermediate position.58,64,65 However, in the PBE+U calculations of
the present work, when the Ot is removed, the two neighboring Ob remain in
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the surface plane. In addition, all the attempts to converge the Ob vacancy
leaded to the displacement of the Ot to the Ob position, resulting in the same
geometry of the Ot vacancy. For O3c the calculated vacancy formation energy
was around 1.80 eV higher than for Ot. Therefore, can be concluded that on
the α-MoO3(010) surface vacancies are exclusively produced in Ot positions.

4.3.1 Vacancies characterization

The vacancy formation leaves two electrons on the surface that are accomo-
dated on the surface cations. For the Ot vacancy formation were isolated
two different electronic states: either i) the two electrons are localized in two
neighboring Mo centers along z axis that are reduced to Mo5+: Mo5+(�)-O-
Mo5+(=O); or ii) the two electrons are accommodate on the undercoordinated
Mo center that is reduced to Mo4+: Mo4+(�), see Figure 4.3. For simplicity,
the vacancies will be named as 2×Mo5+ and Mo4+. Only a previous theo-
retical work had been reported the existence of these two states.122 Other
PBE+U studies have only reported the formation of the Mo4+,58,72 or could
not determine the oxidation state.62 The coexistence of these two electronic
states is in agreement with experiments.46,130 The following analyses of the
vacancies features were performed:

• Density of states, DOS:

-2×Mo5+: each electron is localized in a d -orbital of each reduced Mo,
being lower in energy the d -orbital of the undercoordinated Mo, Figure
4.3.b.

-Mo4+: the two electrons are in d -orbitals of the undercoordinated Mo,
Figure 4.3.c.

• Mo-O bond distances:

-2×Mo5+: the Mo-O bonds are shorter for the Mo5+(�) center than in
the pristine surface and longer for the Mo5+(=O).

-Mo4+: the Mo-O plane-surface bonds are similar than for the pristine
surface, only the bond with the O3c of the sublayer is shortened.

• Bader charges:

-Clean surface: 2.67 |e−|.

-2×Mo5+: 2.48 |e−|.

-Mo4+: 2.24 |e−|.

• Magnetization:

-2×Mo5+: 0.96 µB for Mo5+(�) and 0.83 µB for Mo5+(=O).

-Mo4+: 1.70 µB.
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These configurations can be identified as two polarons that localize two
electrons in neighboring Mo centers, see Figure 4.3.b; and as a single dipo-
laron that localizes two electrons in the same Mo center, see Figure 4.3.c. The
Raman fingerprint and XPS shifths was calculated for the pristine surface and
the two vacancy electronic configurations. The differences in Raman vibra-
tions133,134 and the trends in XPS shifts39,46,130 are in agreement with the
experiments.

Figure 4.3: Density of states, DOS, and spin-density at 0.01|e−|Å−3 for: a) pristine
surface, b) Mo5+(�)-O-Mo5+(=O) vacancy, and c) Mo4+(�) vacancy.
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4.3.2 Energy differences between electronic configurations

It was found that the two electron configurations are close in energy, see Figure
4.4.a, being the 2×Mo5+ the most stable. Its vacancy formation energy for
the reaction MoO3 −→ 1

2O2 + MoO3−x is 2.62 eV in the (3×3) supercell, 0.22
eV lower than for Mo4+. In a (2×2) supercell the vacancy formation energy
of the two polarons configuration is increased by 0.11 eV; whereas it remains
almost constant for the single dipolaron configuration. Hybrid single points
calculations results in higher vacancy formation energies, 2.82 and 3.18 eV for
2×Mo5+ in the (3×3) and (2×2) supercell, respectively. In the previous study
with an Ueff=6.0 eV the reported formation energy was 1.51 eV, highlighting
the importance of to use the correct Ueff value. The energy difference between
the two configurations is increased to 0.35 eV in the higher cell whereas remain
constant for the (2×2).

Figure 4.4: a) Vacancy formation energy, ∆E, according to the reaction MoO3 −→
MoO3−x + 1

2O2(g) calculated on (2×2) and (3×3) supercells with PBE+U and HSE06
functionals. b) Energy profile of the electron hopping for the conversion 2×Mo5+ −→
Mo4+ on (2×2) and (3×3) supercells.
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The energy barrier for the conversion between the two electronic states
through electron hopping was calculated on the two supercells. Low energy
barriers, ∼0.30 eV, were found for the two supercells, see Figure 4.4.b. This
energy barrier is easily overcome at typical reaction temperatures, between
300 and 400ºC, and therefore, a thermodynamic equilibrium between the two
electronic states is expected. For instance, at 300ºC the relative Boltzmann
population at medium vacancy coverage is around 93:7 for Mo5+:Mo4+, in
agreement with the quantification through XPS experiments at similar tem-
perature.130 A Molecular Dynamics, MD, trajectory of 10 ps for a vacancy
coverage of θvac= 0.25 ML was simulated at 300ºC to illustrate the dynamic
nature of the vacancy at reaction temperatures, see Figure 4.4.c. The under-
coordinated Mo center has 5+ oxidation state almost all the time, sampling
also Mo4+. The second polaron is localized preferentially in the neighboring
Mo along z axis. The less favorable localization for the polaron is the vicinal
Mo along x axis.

In order to test the effects of electron configuration in the adsorption of
molecules, methanol and formaldehyde were adsorbed in the two configura-
tions. The adsorption of methanol was isoenergetic in the two configurations,
-1.55 eV. However, the adsorption of formaldehyde is 0.23 eV stronger at
the Mo4+ center. The two molecules interact differently with the surface:
methanol only interacts with the Mo center but formaldehyde also forms a
bond with a neighboring Ob. The strong of Mo-O bonds is different in the two
configurations, explaining the different behavior in the formaldehyde adsorp-
tion.

4.3.3 Vacancy accumulation

The vacancy formation energy as function of the coverage was studied. On
the one hand, the formation energy of 2×Mo5+ vacancies increases linearly
with the vacancy coverage, Figure 4.6 a. In this configuration the two reduced
Mo5+ are placed along the z axis, therefore the formation of two consecutive
vacancy position along this axis is not possible. For high coverages, the forma-
tion of vacancies with the 2×Mo5+ configuration in alternative Mo positions
along the z axis form a continuous row of Mo5+. The formation of a vacancy
in a consecutive position along the x axis, where the undercoordinated Mo
share an O3c, has an energy cost ∼0.35 eV higher than the formation on any
other position. On the other hand, the vacancy formation energy of Mo4+ is
constant until a vacancy coverage θvac= 0.5 ML, see Figure 4.5 a. The for-
mation of a second vacancy along the z axis in the neighboring Mo center has
the same energy cost as the first one. However, the formation of a consecutive
vacancy along x axis has an energy cost ∼0.25 eV higher than in the any other
positions. Therefore, for both 2×Mo5+ and Mo4+ electronic configurations the
accumulation of vacancies along x axis is avoided, which results in the forma-
tion of Magnéli phases (crystal shears).126 This analysis is in agreement with
the MD simulation The quantification of each Mon+ species on the surface
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for different coverage was performed for the Boltzmann distribution at 350 ºC
and represented as XPS, Figure 4.5 b.

Figure 4.5: a) Average vacancy formation energy of the most stable configuration
as function of the coverage, θvac in ML. b) Calculated XPS at different θvac at 350
ºC.
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4.4 Conclusions

In this work the vacancy formation on α-MoO3(010) was studied through
PBE+U. The Ueff was previously optimized to 3.5 eV by fitting with the
HSE06 hybrid functional and CCSD(T). This value resulted in accurate reac-
tion energies an electron localization. HSE06 and CCSD(T) benchmarks show
that the previously most used value, Ueff=6.3 eV, strongly underestimates the
reaction energies. Using this optimized value was found that on α-MoO3(010)
surface vacancies are only produced in Ot positions. The formation of vacan-
cies reduces the surface in two different ways: i) forming two Mo5+ polarons
in the undercoordinated Mo and in a neighboring Mo center; and ii) forming
a single Mo4+ dipolaron in the undercoordinated Mo. The two configurations
are close in energy, with the double polaron more stable by 0.22 eV at low cov-
erage. The conversion between the two electronic states through an electron
hopping has a low barrier of ∼0.30 eV that can be overcome easily at typical
reaction temperatures. It was shown that the electronic configuration can be
effects in adsorption energy of molecules. Moreover, the coverage influence
was studied, and a inversion of stability at high coverages was found. Finaly,
the formation of Magnéli phases could be explained by the impossibility of the
vacancy accumulation through x axis.
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Chapter 5

Propylene production from
glycerol: a first principles
study of hydrodeoxygenation
(HDO) process on MoO3−x

In the present chapter I will explain the reduction of glycerol to propylene,
an attractive reaction for the biomass upgrading. This conversion is produced
through a hydrodeoxygenation, HDO, process. In this catalytic process the
hydrocarbons are selectively deoxygenated whereas their carbon chain is main-
tained. This is an interesting catalytic process since adding H2 to the system
the molecular oxygens are eliminated in the form of water, being therefore,
an environmental friendly process. The selected compound is the glycerol, a
molecule with three carbons and three hydroxyl groups, which is transformed
to propylene through a complex reaction network. In addition to be a good
example of HDO, this reaction is important by itself because of the overpro-
duction of glycerol and the forecasted shortage in propylene supply. In this
work the DFT+U method developed in the previous chapter is used. The
manuscript of this work is under preparation.

5.1 Introduction

Biomass is a complex material and includes a wide range oxygenated as al-
cohols, aldehydes, ketones, carboxylic acids and phenols.135 Therefore, the
preferential C-O bond cleavage over the other bonds C-C and C-H is a must
to the upgrading of these molecules. In this direction one of the most viable
processes to reduce the oxygen content, is hydrodeoxygenation, HDO,136–138

that achieves the reduction of the oxygen content in biomass-derived molecules
by its reaction with H2 at high temperatures, producing water as side prod-
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uct. Therefore, HDO is a green process that allow to obtain key chemical
intermediates from biomass-derived compounds.

Potential HDO catalysts include noble (Pd, Pt, Ru, Ag and Rh)139–144 and
non-noble metals (Cu and Ni),145,146 molybdenum sulfides and carbides.147–149

More recently, metal oxides have also been proposed. For instance, molybde-
num oxides showed good selectivity in HDO of alcohols,150–152 linear ketones
and cyclic ethers to produce olefins and cyclic ketones and phenols to form aro-
matic hydrocarbons.19,38 In these reactions, α-MoO3 presents a preferential
C-O bond cleavage pattern leading the formation of hydrocarbons and olefins
while keeping of the carbon chain.

Among the biomass derivatives glycerol plays an important role since it is
a by-product in the transesterification of vegetal oils for biodiesel production.
Around 10 tonnes are produced per 100 tonnes of biodiesel.153 Due the in-
crease in biodiesel production, glycerol is an abundant and cheap compound,154

and finding new efficient and environmental friendly routes to transform it in
most valuable compounds is a challenging industrial target. Therefore, it was
included as one of the top twelve building blocks by DOE.8,155 The deoxy-
genation of glycerol can be a source for propanediols and propanols and more
interestingly propylene. Propylene is the precursor to polypropylene, acryloni-
trile, propylene oxide, oxo-alcohols, cumene, isopropyl alcohol, and others.156

The current propylene production is around 90 million tons and it is forecasted
to grow up to 130 million tonnes worldwide by 2023.157 Nowadays, it is mainly
obtained as by-product of naphtha steam cracking,156 but the emergence of
shale-gas feedstocks will likely produce a shortage in the next years in partic-
ular geographical areas, mainly in US. Therefore, an on-purpose technology
for propylene production is and attractive industrial target and its production
from glycerol remains a promising route.

The production of propylene from glycerol was first reported in a two-steps
system using Ir/ZrO2 to catalyze the glycerol hydrogenolysis to 1-propanol,
and H-ZSM-5 to catalyze its dehydration to propylene.158 The conversion
in one-step catalyzed by molybdenum oxide, Mo/C, and iron molybdate, Fe-
Mo/C, was reported both in gas159 and liquid-phase.40 The conversion in gas-
phase can reach 100% with 90% of selectivity. The reaction pathway was stud-
ied and the path through acetol, propylene glycol, acetone and 2-propanol was
proposed.160 In liquid-phase the reported conversion on Mo/C was 70% with
70% of selectivity. The main by-products were C3 compounds: 2-propenol,
1-propanol and propylene glycol, 2-propanol, acetol and 1,2-propanediol. A
small portion, 2.5%, of C2 and C1 compounds were also obtained: methanol,
ethanol and ethylene glycol. The studied reaction pathway suggested propy-
lene is formed via 2-propenol, with 1- and 2-propanol dehydration as secondary
routes.130

For a complete rationalization of HDO processes first principles studies are
needed, but only a small number of studies have been reported. The mech-
anism for alcohols dehydration150,151 and HDO for acrolein to propylene161
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were studied on (MoO3)3 cluster models, which cannot reproduce the bulk
properties giving incorrect kinetic and thermodynamic parameters. Moreover,
two studies were performed on α-MoO3(010) surface using periodic slab mod-
els: the HDO of acetaldehyde64 and acetone.66 The vacancy formation and the
HDO mechanism were reported in both studies. They were performed with
pure DFT that, as we have seen in Chapter 4, produces incorrect estimations
of reaction energies and activation barriers.123

In this work, Density Functional Theory has been employed to unravel
the mechanism for the conversion of glycerol to propylene on α-MoO3(010)
representing molybdenum oxide. The reaction energies and activation barriers
were computed for all the elementary steps of the reaction network. The
mechanism for hydrogen adsorption and vacancy formation was also studied.

5.2 Computational methods

Density Functional Theory (DFT) calculations performed on slab models with
the VASP 5.3.3 package162,163 were employed to obtain the thermodynamic
and kinetic parameters for the reactions. The generalized gradient approxi-
mation (GGA) in the form of the Perdew-Burke-Ernzerhof (PBE) functional83

was chosen to describe the exchange correlation energy. To introduce the
van der Waals contributions the Grimme’s semiempiric correction vdW-D273

was used. The core electrons were replaced by the projector-augmented wave
(PAW) pseudopotentials;95 and, the valence electrons were expanded in plane-
waves with a kinetic cut-off energy of 450 eV. The Hubbard U71 correction
was applied to describe the 4d electrons of molybdenum atoms with an Ueff=
3.5 eV.

The HDO process was studied on the (010) surface, Figure 5.1, the lowest
energy facet of α-MoO3. This surface model was previously used to study
oxidation to formaldehyde65,103 and the HDO of acetaldehyde64 and acetone.66

The fully oxidized surface can only perform acid-base reactivity but the HDO
process involves redox steps, therefore, a reduced Mo center is needed for
the reaction to occur.38 Molybdenum oxides accommodate a certain degree
of reduction and out of the oxygens in the lattice, the Ot are the easiest to
remove.58,64,72,123 These vacancy positions are the preferential adsorption
sites for oxygenated intermediates.

The α-MoO3(010) surface was represented with a slab model contained two
bilayers in a (3×3) supercell with a 3×3×1 k-point sampling. The upper bi-
layer and the adsorbates were allowed to relax. A vacuum gap of 15 Å between
slabs and a dipole correction along z-axis were added to avoid the interaction
between slabs and the spurious terms arising from the use of asymmetric ar-
rangement of the slabs.97 The reaction network was studied in this slab model
with one Ot defect simulating surface reduction, Figure 5.1. The corresponding
undercoorditaed molybdenum center is labeled as Mocus. The transition states

69

UNIVERSITAT ROVIRA I VIRGILI 
MOLYBDENUM OXIDES AS CATALYST FOR BIOMASS-DERIVED COMPOUNDS: A THEORETICAL APPROACH 
Marcos Rellán Piñeiro 
 



were located with the climbing image version of the nudge elastic band (CI-
NEB) method98–100 and refined with the improved dimer method.164,165 All
relevant configurations in the potential energy surface were confirmed through
vibrational analysis and the reported energies are ZPVE corrected.

Figure 5.1: Side and top views of the reduced α-MoO3(010) surface used as catalyst.
Green atoms represent Mo, red stand for O.

5.3 Results and discussion

HDO processes are composed by two combined cycles: i) the hydrogen ad-
sorption and vacancy formation through water formation and release; and ii)
adsorption and deoxygenation of hydrocarbonated compounds on vacancy a
position. The second one heals the vacancy and closes the catalytic cycle. The
two cycles were studied in this work. Experimentally, a pre-reduction of the
catalyst with H2 is carried out to form defects on the surface.19,40 Moreover,
the presence H2 in the reaction media is essential to maintain the catalytic
activity.19,40

5.3.1 Vacancy formation and hydrogen migration

Hydrogen molecules dissociatively adsorb forming two -OH groups that can be
either two terminal -OtH groups, with an energy barrier for the adsorption of
1.63 eV, or one -OtH and one -ObH group, with an energy barrier of 1.46 eV,
see Table 5.1. The adsorption energies for the two configurations are -0.60 and
-0.69 eV respectively. Once the -OH groups are created the hydrogen atoms
can be transferred from a hydroxyl group to a neighboring surface oxygen and
diffuse over the surface with relatively low energy barriers, ca. ∼0.4-0.8 eV,
see Table 5.1.

The formation of water molecules by the recombination of two neighboring
-OH groups has low energy barriers: 0.14 and 0.22 eV for the recombination
from two -OtH and from one -OtH+-ObH, respectively. Thus, H2Ot molecules
binding to the Mo center are formed at catalyst surface. The energy needed
for water molecules to desorb is 1.22 eV, and therefore, they are released
under reaction conditions. The reaction energy for the total process is only
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Table 5.1: Adsorption energies, Eads in eV, of H2 molecules, using as reference clean
surface and gas-phase H2 molecule, and energy barriers, Ea in eV, for H2 adsorption
and proton diffusion on the surface.

Adsorption Diffusion

Site/Path Eads/Ea Path Ea

H2 −→ OtH+OtH 1.63 OtH(a) −→ OtH(b) 0.40
H2 −→ OtH+ObH 1.46 ObH −→ OtH 0.77

OtH+OtH -0.60 2OtH −→ H2Ot 0.14
OtH+OtH -0.69 ObH+OtH −→ H2Ot 0.22

H2Ot -0.92
VOt 0.30

0.30 eV. The highest energy barrier was founded for the hydrogen adsorption,
which explains why high hydrogen pressure is needed to obtain high reactant
conversion.

5.3.2 HDO network

The decomposition of glycerol in HDO process comprises a competition be-
tween sequential and parallel dehydrations, keto-enol equilibra, and hydro-
genations that are grouped in the reaction network presented in Figure 5.2.
General mechanisms for each process are shown in Figure 5.3.

The first step in HDO is glycerol dehydration to form the corresponding
alkenol. For this step we follow the mechanism proposed previously for the
dehydration of alcohols in molybdenum oxides,151Figure 5.3.a. Glycerol ad-
sorbs on a vacancy site through one of its oxygens forming a Mo-O bond.
After that, the hydroxyl proton is transferred to a terminal oxygen forming
an –OtH group. Then, in a concerted step, a β-hydrogen is stripped by a Ob

and concomitantly the C-O bond breaks. This step involves the formation of
the C=C double bond of the alkenol.

As glycerol has two different OH types, adsorption by the terminal OH trig-
gers the formation of 1,2-Enol whereas the secondary hydroxyl would drive the
formation of 1,3-Enol. The enolates formed are in equilibrium with their keto
tautomer, acetol, and hydroxypropanal (HP), respectively. These equilibria
are thermodynamically displaced towards the keto form by -0.65 eV to acetol
and -0.15 eV to HP. The mechanism of the keto-enol interconversion is shown
in Figure 5.3.b. The first elementary step in tautomeric isomerization is the
enolate adsorption on vacancy positions. They adsorbs through their enolic
–OH group that interacts with the undercoordinated Mo center. Then, the
–OH group dissociates transferring a hydrogen atom to an Ot. Finally, the
hydrogen of -OtH group is transferred either to the methylene group (H2C=)
of the 1,2-Enol to form acetol, or to methine group (=CH-) of the 1,3-Enol to
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Figure 5.2: Reaction network for the complete hydrodeoxygenation, HDO, of glyc-
erol to propylene. Double arrows indicate keto-enolic equilibria.

form HP. After that, the ketones can either desorb or remain bonded to the
vacancy to react further.

In the next step, acetol and HP are hydrogenated to form propylene glycol
(PG) and 1,3-propanediol, respectively. The mechanism for these hydrogena-
tions is shown in Figure 5.3.c. Acetol and HP adsorb on undercoordinated
Mo site through the ketone group and a hydrogen atom is transferred from
a neighboring -OtH group to the carbon atom of the ketone group to form
a deprotonated diol. These diols could be protonated by other surface hy-
droxyls, and desorb or experiment further dehydration. In parallel, HP could
suffer another dehydration to form acrolein repeating the steps described pre-
viously. This is not possible for acetol because its -OH group does not have
any β-hydrogens to be stripped off.

The PG and 1,3-propanediol adsorption on Mocus can result in further de-
hydrations. PG adsorption trough its primary hydroxyl group leads the dehy-
dration to propen-2-ol, whereas the adsorption through the secondary hydroxyl
results in the dehydration to either 1-propenol, if during the reaction the β-
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Figure 5.3: Reaction mechanism of the reactions in reaction network. a) Dehy-
dration, b) keto-enol equilibrium, c) hydrogenation, and d) 2-propenol conversion to
propylene.

hydrogen of C1 is transferred to the surface; or 2-propenol, if the β-hydrogen
of C3 is stripped. 1,3-propanediol dehydration only can result in 2-propenol.
Acrolein is hydrogenated either at the ketonic carbon to form 2-propenol, like
1,3-propanediol, or at the methylene carbon to form 1-propenol. Propen-2-ol
and 1-propenol are enolates and therefore they are in equilibrium with the
corresponding keto tautomer: propanone and propanal respectively. The keto
tautomers, propanone and propanal, are more stable than the corresponding
enol form by -0.53 and -0.35 eV, respectively.

In turn, propanone and propanal adsorbed at Mocus are hydrogenated to 2-
propanol and 1-propanol respectively. These two compounds are dehydrated
on the vacancy position to form the final product: propylene. 2-propenol
adsorption on under-coordinated Mo also leads to propylene. The molecule
adsorbs though the –OH group, which is dissociated by an -Ot forming a
surface hydroxyl. Then, the hydrogen is transferred back from the surface
hydroxyl to the methylene group (H2C=) of the adsorbed 2-propenol at the
same time that C-O bond breaks results in the propylene physisorbed on the
surface. A similar mechanism to the formation of propylene from 2-propenol
on Mo3O9 cluster has been proposed previously.161

Reaction and activation energies for each elemental reaction step in glyc-
erol HDO are shown in Figure 5.4. An analysis of the data shows and alcohol
deprotonations are always endothermic steps with energy barriers lower than
0.75 eV. The C-O bond breaking steps in hydrogenations are slightly endother-
mic with a high energy barriers, between 1.00 and 1.50 eV. The formation of
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C-H bonds in keto-enol equilibria are highly exothermic steps with a very
low energy barrier. Finally, the C-H formation in hydrogenations are slightly
endothermic steps with similar energy barriers as C-O bond breaking.The re-
ported experimental temperature is 300ºC,40,130 high enough to ensure that
the barriers can be overcome

Figure 5.4: Reaction energy, ∆E (striped bars), and activation energy, Ea (plain
bars), for all direct elementary steps of the reaction network. Wine color bars corre-
spond to dehydration reactions, orange bars to keto-enol equilibrium, yellow bars to
hydrogenation reactions and turquois bars to 2-propenol-Propylene reaction. All the
energies are in eV.

5.3.3 C-C bond cleavage

The fact that C-O bond breaking prevails does not completely overrule C-
C bond cleavage. Indeed some methanol, ethanol and ethylene glycol (EG)
were detected as minor reaction products, about 2.5% in total, for the reac-
tion catalyzed by the iron molybdate catalyst.40 Ethylene glycol and ethanol
could be produced from C-C bond cleavage in glycerol and propylene glycol
respectively, which also gives methanol in both cases by the pathway showed
in Figure 5.5.
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For to take place the reactions proposed in Figure 5.5 glycerol and PG have
to be bonded to two neighboring Mocus through the two hydroxyl groups of the
broken C-C bond. The two reduced Mo act as electron buffer allowing the bond
breaking. The formation of a neighboring vacancy along z axis has not an extra
formation energy123 and, therefore, at medium vacancy coverage they appear.
Then, glycerol and PG can adsorb directly to two undercoordinated (Mocus)2
centers through two OH groups. Once the molecules are adsorbed they are
dissociated easily forming two -OHt groups and two Mo-O covalent bonds with
the surface. In this step each Mocus is one-electron oxidized. The adsorption
energy for the dissociated molecules are -2.37 and -2.43 eV for glycerol and PG
respectively. The dissociated glycerol double bonded to (Mocus)2 can undergo
the C-C bond breaking that results in the formation of a ketone group in
each fragment and the one-electron reduction of the Mocus centers leading the
formation of of glycoaldehyde (GA) and formaldehyde. The energy barrier
for this step is 1.66 eV. The same elementary step can occur for PG with an
activation energy of 1.65 eV, and resulting in the formation of formaldehyde
again and acetaldehyde (AA). These compounds are further hydrogenated to
methanol, EG, and ethylene.

Figure 5.5: Reaction for C-C bond cleavage in glycerol and PG for the formation of
methanol, ethanol and ethylene glycol.

The high energy barrier calculated for the C-C bond cleavage and the neces-
sity of two neighboring empty vacancies explain the selectivity to three-carbon
products observed experimentally. In the reaction network there are no more
compounds with -OH groups in adjacent carbons and, therefore, these are the
only one and two-carbon formed products.

5.4 Conclusions

The glycerol conversion to formaldehyde catalyzed by MoO3 was studied by
means of density functional theory, DFT. The conversion is produced through
a hydrodeoxygenation, HDO, process that takes place on surface vacancy de-
fects. The highest energy barrier in the vacancy formation cycle is the hydro-
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gen dissociative adsorption. This explains why high H2 pressure is needed in
experiments. The adsorbed hydrogen atoms can move over the surface with
low energy barriers and to form water molecules that are released. Vacancies
play a central role in the HDO process. Oxygenated compounds adsorb on
surface through Mo-O bond with an undercoordinated Mo center; after that,
a selective C-O bond cleavage produces the deoxygenated compound while the
oxygen atom remains bonded to Mo center healing the vacancy.

The complete HDO cycle is composed by three different reactions: i) dehy-
drations, ii) keto-enol equilibria, and iii) hydrogenations. The combination of
these three reactions on vacancy positions results in a reaction network with
14 intermediates connected by 20 reactions where all the side products exper-
imentally reported are in our reaction network. The high reaction barrier for
the C-C bond cleavage and the necessity of two neighboring empty vacancies
explain the selectivity to C-O bond cleavage. The reaction mechanism in this
work can be applied to the HDO of any polyalcohol. The results shown in this
study pave the way to a better understanding of HDO process giving insights
to a development of more active and selective catalyst.
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Chapter 6

Selective C2 epimerization of
aldoses catalyzed by
Mo-based compounds

In this chapter, the selective epimerization of glucose to mannose catalyzed by
Mo-based compounds will be explained. In this reaction the redox properties
of the Mo are employed to catalyze the isomerization of chiral centers. This
is an appealing reaction that allows obtaining valuable and non-abundant al-
doses from their nature abundant epimers. However, to date, there is no a
heterogeneous catalyst that allow an easy implementation of this process in
industry. This work has been already published.166

6.1 Introduction

Epimers are a steroisomers pair with several quiral center that differ in the
configuration at only one. Typical molecules with epimer pair are monosac-
charides, more commonly called sugars, a renewable biomass source.167 Some
of them, as mannose, lyxose and ribose, appear in small quantities in nature
and, thus, are known as rare sugars. Epimerization can be used to obtain these
rare sugars from their more abundant epimers; glucose, xylose and arabinose.
Rare sugars have a high potential in the chemical industry, as they can be
employed as chemical platforms to synthesize complex compounds with the
same local configuration.144 Therefore, the development of a catalyst for the
selective transformation of abundant natural sugars in their rare counterparts
constitutes an important industrial goal.

Epimerases are the most powerful catalyst for the reaction,168,169 however,
their application in industry presents important drawbacks.170 Inorganic cat-
alyst as bases,171 lewis acids,172–174 and zeolites175–178 have been reported as
active catalyst for epimerization reactions, but they offer a poor selectivity.
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The best performance for activity and selectivity is obtained with Mo-based
compounds. In the 1970s, Bilik and coworkes reported molybdates as highly
selective catalyst for the epimerization reaction at C2 position.179,180 This re-
action was experimentally studied181–184 and a mechanism, where the epimer-
ization is produced through a 1,2 C-shift, was proposed.185 The apparent
activation energy was reported to 126 kJ/mol. Since then, epimerization re-
actions through 1,2 C-shift are known as Bilik reactions. More recently, the
Mo-based polyoxometalate (POM), the Keggin cluster H3PMo12O40,

14 and
niobium molybdates186 have also been reported as active catalysis, showing a
better performance than molybdates.

The Keggin cluster H3PMo12O40 has been reported as a highly active and
selective catalyst.14 Apparent activation energies were reported between 95
and 100 kJ/mol, lower than those reported for molybdates, and selectivity
reached more than 90%. In addition, it has shown another advantages for an
industrial use. It can be easily filtered and recycled, and more interestingly,
it can be supported on carbon or resins and used in flow reactors.144 The
same 1,2 C-shift reported for molybdates was found by 13C NMR studies.
However, due its structure, the mechanism should be diferent to the proposed
for molybdates.

In this chapter, a reaction mechanism for the epimerization of glucose to
mannose on the Keggin cluster H3PMo12O40 was investigated. The influence
of the heteroatom and the presence of water in the reaction performance, and
the substrate requirements were studied. The reaction mechanism was also
calculated on the compounds shown in Figure 6.1. Finally, the reducibility,
calculated as H-addition energy (HAE), of the Mo centers was founded as the
single descriptor for the catalytic activity. This result shows as irrespectively
of their molecular or bulk nature the use of the same method allows estab-
lishing a correspondence between the catalytic properties of homogeneous and
heterogeneous catalyst.

Figure 6.1: Scheme of the studied factors and Mo-based systems where the Bilik
reaction was studied: a) Keggin POM H3PMo12O40; b) Dawson POM H6PMo18O62,
two different types of Mo centres are indicated by 1 and 2; c) α-MoO3(010); d) α-
MoO3−x(010). Mo atoms in green, O in red, P in orange and H in white.
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6.2 Mechanism and energy profiles

The bonding of the aldose to two neighboring Mo atoms is hindered by the
coordination environment of Mo centers. Therefore, the Bilik mechanism pro-
posed for molybdates is not possible on Keggin structure. In this work a
different mechanism with a single Mo coordination has been evaluated. It
is similar to the previous mechanism proposed for metal chlorides.174 The
mechanism starts with the open-chain form of glucose and it is composed by
three steps, glucose dissociative adsorption (R1), the epimerization through
1,2 C-shift (R2), and mannose associative desorption (R3):

R1: G(g) + * + Ot*
H3PMo12O40−−−−−−−−→ Gdiss* + OtH*

R2: Gdiss* + OtH*
H3PMo12O40−−−−−−−−→ Mdiss* + OtH*

R3: Mdiss* + OtH*
H3PMo12O40−−−−−−−−→ M(g) + * + M(g)

The mechanism scheme and the optimized structures are shown in Figure
6.2 a and b. In aqueous solution only the 0.25% of glucose molecules are in the
open-chain form and around 99% exist in their pyranose configuration. The
non-catalyzed glucose ring-opening is a high energy demanding step,187 but it
can be also catalyzed by the POM. This path was calculated and relatively
low energy barriers were obtained.

In addition to the Keggin structure, the mechanism was also calculated
on the Dawson cluster H6PMo18O62, and on the pristine α-MoO3(010) and
defective α-MoO3−x(010) surfaces. On the defective surface the mechanism
is slightly different; the glucose and mannose adsorption is non-dissociative,
and it is strongly exothermic, -1.26 and -1.40 eV respectively. Afterwards,
the aldoses are deprotonated by the surface and suffer the epimerization. The
reaction energy profile for all the catalysts is shown of Figure 6.2.c. The energy
barrier for the uncatalyzed 1,2 C-shift is 1.37 eV. This value is reduced to 0.99
eV on the Keggin cluster, and 1.10 eV on the Dawson structure. However,
the lowest barriers are obtained for the bulk catalyst, 0.85 and 0.94 eV for the
defective and pristine surface, respectively.

Even if the lowest energy barrier for the 1,2 C-shift is on the defective
surface, its use as catalyst has two drawbacks: i) the aldoses are adsorbed
strongly, being the desorption of glucose/mannose the most energy demanding
step. ii) α-MoO3−x has been reported as an active catalyst for hydrodeoxy-
genation, HDO, reactions of oxygenated hydrocarbons where Mo-O bonds are
broken.19,38,40 A typical HDO reaction is the dehydration of alcohols. The
Mo-O bond break step was calculated for the -O5H group, being the energy
barrier 1.01 eV. Glucose has five -OH groups that can suffer this reaction and
similar values are expected for other alcohol groups, an therefore, the selec-
tivity towards epimerization reaction would be compromised discarding the
defective surface as a catalyst for the reaction.
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Figure 6.2: a) Proposed mechanism for the epimerization reaction on H3PMo12O40.
b) Optimized structures for reaction on H3PMo12O40 starting from glucose. c) Re-
action profile for the Bilik reaction for glucose on H3PMo12O40, H6PMo18O62, α-
MoO3(010) and α-MoO3−x(010). The dehydration step on α-MoO3−x(010) is repre-
sented by the blue line. Taken from ref.166

Experiments for the reaction carried out in aqueous solution have reported
a better performance for H3PMo12O40 catalyst than for MoO3.

144 This was
due the leaching suffered by the bulk compound.144,186 It forms a solution of
active molybdates that have been reported to have a higher apparent activation
energy than POM and it complicates the recycling of the catalyst. However,
in a tandem catalyst, where the bulk and POM compounds were used as
epimerization catalyst in ethanol, α-MoO3 did not suffer leaching and it showed
a slightly better performance.15 Therefore, when the crystalline structure is
maintained the bulk compound shows a higher activity, in agreement with our
calculations. However, the low solubility of sugars in alcohols limits the use of
α-MoO3 as catalyst for the reaction.

In order to understand the different crystalline stability in aqueous solu-
tion of the bulk α-MoO3 and the aqueous species of the POM, [PMo12O40]

3−,
their cohesive energy, the energy required to separate the crystalline structure
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into isolated molecular units, was calculated. The molybdic acid, H2MoO4,
was used as Mo-reference unit, as it is the smallest molybdenum compound
present in aqueous solution. A cohesive energy of 1.06 and 1.78 eV/MoO3

was calculated for α-MoO3 and [Mo12O40]
3− respectively. The high difference

in their cohesive energies explains the different behavior against leaching in
aqueous solution. The higher value for the POM is due the electrostatic in-
teractions between the encapsulated anion and the Mo12O36 framework that
stabilizes the structure.

6.2.1 Effects of the heteroatom

Due to the good performance of the Keggin cluster, the effects of the het-
eroatom in the POM performance were studied. Although the heteroatom
does not take part directly in the reactivity, due to its electronic structure and
formal charge, it influences the charge distribution over the POM and modi-
fies the redox properties of the Mo12O36 framework.188,189 Intermediates and
transition states for the 1,2 C-shift were calculated on HnXMo12O40 (X= S,
P, As, Si, Ge). Slightly differences were found, binding energies are between
0.51 and 0.67 eV for glucose, and between 0.49 to 0.62 eV for mannose. The
energy barriers ranging from 0.95 to 1.07 eV. Binding and activation energies
increases with the negative formal charge of heteroatom, and for a given charge
with the heteroatom size: S < P < As < Si < Ge.

6.2.2 Influence of the functional groups

The presence of the functional groups of the aldoses has a big influence on the
activity the Bilik reaction catalyzed by molybdates:185 i) the presence of an
aldehyde group in C1 position and alcohol groups in C2 and C3 position have
been shown to be essential, ii) the lack of alcohol in C4 position results in a
lower activity.

The influence of these groups in the mechanism calculated in the present
work was analyzed using as model the reaction on H3PMo12O40. Additional
calculations of intermediates and transition state for 1,2 C-shift step with
glucoses without -OH group at C3 and C4 position were performed. The
following conclusions could be obtained from the mechanism:

• C1H(=O) and C2OH: their influence is evident since they take part
directly in the reaction mechanism. Glucose adsorbs on a Mo center
through the C2 alcohol group and its transformation on a ketone together
the transformation of the C1 aldehyde group allow the carbon chain
arrangement with the consequent epimerization.

• The presence of a ketone group in other carbon positions could allow
the C-shift but it does not result in a epimerization; it would result in a
structural isomer.
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And from the calculations without -O3H and -O4H groups:

• C3OH: without this group the the activation energy reaches 1.23 eV.
This increment is due the formation of a partial double C3=O3H stabi-
lizes the transition state.

• C4OH: the lack of this group increases the energy barrier to 1.08 eV.
A hydrogen bond is formed between -O3H and -O4H; in the transition
state this bond is reinforzing stabiling the transition state.

6.3 Solvation effects

As the reaction is performed on aqueous solution the influence of the presence
of water in the system was studied for the H3PMo12O40 system. Analysis were
performed for a implicit solvent, through the continuous solvent model VASP-
MGCM,190,191 and with the addition of one or two explicit water molecules.

The Keggin cluster has a high solubility in water and it is a strong acid that
is completely deprotonated.192 The use of the implicit model allow the analysis
of the deprotonation effects, which were studied for the 1,2 C-shift elementary
step. Intermediates and transition state were calculated on [H3−nMo12O40]

n−

clusters. For the completely protonated POM the dissociative binding energy
of the aldoses is not influenced by the presence of solvent; however, the polarity
of water stabilizes the transition state and the energy barrier is reduced by 0.24
eV. A linear increase with the overall charge of the POM is observed for binding
and activation energies. The solvent stabilizes the charge of deprotonated
POMs smoothing this effect. The binding and activation energy values for the
fully deprotonated POM, [PMo12O40]

3−, are 1.05 and 1.00 eV.

In addition, a set of calculations with one or two explicit water molecules
were done for each elementary step in order to know the exact role of each
water molecule. In the first step of the reaction path in gas-phase, sugars
dissociatively adsorb on a Mo center with an activation energy of 1.04 eV for
both aldoses. A explicit water molecule was placed between the aldoses and
the POM, and acting as proton shuttles reduces the energy barrier to 0.54
and 0.55 eV for glucose and mannose respectively. In the 1,2 C-shift step the
influence of two water molecules has been shown significant. On the one hand,
one water molecule interacts with the -OtH group bonded to the reactive Mo
center after the dissociative adsorption. This interaction weakens the Mo-Ot

bond allowing a better stabilization of the transition state by the Mo center,
reducing the energy barrier by 0.12 eV. On the other hand, a second water
molecule was placed between the -O3H and -O4H group. This water molecule
assists the formation of the partial double bond C3=O3H and diminishes the
activation energy by 0.10 eV. In the system with the two explicit molecules, the
energy barrier is reduced by 0.19 eV, almost reproducing the value obtained
with the implicit model.
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6.4 Descriptor analysis

Adsorption and reactivity can be described as function of one or several elec-
tronic or geometrical properties of the catalyst.193,194 In the epimerization
reaction, reducibility was found as a single descriptor that correctly describes
adsorption and activation energies for this process for both cluster and surface
catalysts.

6.4.1 BE and Ea in Keggin cluster

The redox properties of the Mo12O36 framework of the POM can be tunned
by the heteroatom and protonation grade, which modify the charge density
in the POM skeleton. The influence of these parameters on adsorption and
activation energies was studied.

Heteroatom

The encapsulated anion, XOn−
4 , of the POM transfers part of its charge to

the framework. The extent of this charge transfer depends of the nature of
the heteroatom. In this work, it was measured as the variation between the
formal charge of the heteroanion and the calculated Bader charge on it. Both
binding energies of aldoses and activation barriers for 1,2 C-shift calculated for
different heteroatom increase linearly as function the value of the transferred
charge, see Figure 6.3.

Figure 6.3: a) Binding energies, BE, of dissociated glucose and mannose and b)
activation energy for the 1,2 C-shift as function of charge transferred, CT in |e−|, to
HnXMo12O40 (X= S, P, As, Si, Ge). BE(G)= -0.17CT + 0.44, R2= 0.99, MAE=
0.01 eV. BE(M)=-0.13CT + 0.53, R2= 0.93, MAE= 0.01 eV. Ea(G→M)=-0.11CT +
0.91, R2= 0.87, MAE= 0.01 eV. Ea(M→G)= -0.14CT + 0.90, R2= 0.95, MAE= 0.03
eV.

Deprotonation degree

Each deprotonation leaves one additional electron on the Mo-framework
increasing its electron density. The analysis of the binding and activation en-
ergies as function of the POM charge shows a linear correlation between them,
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see Figure 6.4. The same trend was experimentally observed for the reduc-
tion potential, which decrease linearly with the POM deprotonation.189,195,196

This behavior can be rationalized, since a higher electron density on Mo centers
results in a more difficult addition of an electron.

Figure 6.4: a) Binding energy, BE, of dissociated glucose and mannose and b) acti-
vation energy for the 1,2 C-shift as function of charge, q in |e−| on [Hn−xXMo12O40]x−

(x between 0 and 3). BE(G)= -0.17q + 0.51, R2= 0.93, MAE= 0.05 eV. BE(M)=-
0.17q + 0.57, R2= 0.93, MAE= 0.04 eV. Ea(G→M)=-0.08q + 0.80, R2= 0.91, MAE=
0.02 eV. Ea(M→G)= -0.07q + 0.72, R2= 0.98, MAE= 0.01 eV.

Charge density

In addition, during the 1,2 C-shift the C1 aldehyde is transformed in an
alkoxy group and the C2 alkoxy group in an aldehyde leading a large elec-
tronic rearrangement assisted by the Mo centers. The transition state of this
elementary step was studied by the calculation of the charge density difference
of the transition state TSepim with respect to the anion [C6H11O6]

− and the
protonated POM, Figure 6.5. This analysis shows as the charge density of the
lone pairs of the isolated glucose is accepted by the Mo center.

Figure 6.5: Structure of the TSepim for H3PMo12O40 (left) and TSepim charge
density difference (right). The charge density difference was calculated with respect
to the [C6H11O6]− anion and the (H4PMo12O40)+ cation at the TSepim geometry.
Same colour code as Figure 6.1. Blue colour means depletion of charge density and
yellow colour stands for accumulation.

These analysis shows as the redox properties of the Mo centers governs the
catalytic activity of the Keggin cluster.
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6.4.2 HAE descriptor

Reducibility is a property that allows measuring the redox character of the
reactive. This property has the advantage that can be also measured on the
bulk catalyst and therefore, it can be used as descriptor for the reaction.

The most direct way to calculate the reducibility is the addition and local-
ization of a single electron in the reactive center. However, the direct calcula-
tion of single atom reducibility on α-MoO3 surfaces was elusive, and therefore
an alternative way to calculate the reducibility was chosen. Previously, the H-
atom addition energy (HAE) had been proposed as descriptor for C-H activa-
tion for methanol oxidation on POM.57,197 This HAE parameter is calculated
as the energy of to add one hydrogen atom to an oxygen of the catalyst:

HAE = Ecat+H· − Ecat (6.1)

This parameter simultaneously measures the reducibility of the metal center,
by the addition of one electron, and the basicity, by the adsorption of the
proton on a neighboring oxygen. As is shown in Figure 6.6 the binding and
activation energies for 1,2 C-shift elementary step correlate with the HAE
parameter. Only the binding energy on the defective surface does not fit
correctly due electrostatic effects.

Figure 6.6: a) Binding energy, BE, of dissociated glucose and mannose as function
of HAE. BE(G)=-2.72HAE-10.08 eV, R2= 0.96, MAE= 0.03 eV. BE(M)=-2.65HAE-
9.74 eV, R2= 0.93, MAE= 0.03 eV. Adsorption on defective MoO3−x(010) surface is
not included in the fittings. b) Activation energy, Ea, of TSepim as function of HAE.
Ea(G→M)=-0.79HAE-2.06 eV, R2= 0.88, MAE= 0.02 eV. Ea(M→G)=-0.81HAE-
2.13 eV, R2= 0.81, MAE= 0.03 eV.

The reducibility can be calculated from the HAE by the removing of the ba-
sicity contribution, calculated as energy of to adsorb a proton on a neighboring
oxygen:

Red = HAE− (Ecat+H+ − Ecat) (6.2)

This reducibility was calculated for HnXMo12O40 (X= S, P, As, Si, Ge) and
H6PMo18O62. The binding and activation energies correlate with the reducibil-
ity, showing as a higher reducibility results in lower binding and activation
energies, see Figure 6.7.
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Figure 6.7: a) Binding energy, BE, of dissociated glucose and mannose on
HnXMo12O40 (X= S, P, As, Si, Ge) and on H6P2Mo18O62 and b) activation energy of
the 1,2 C-shift as function of reducibility, Red, of the Mo center. BE(G)= 0.63Red +
4.29, R2= 0.96, MAE= 0.01 eV. BE(M)=0.54Red +3.76, R2= 0.93, MAE= 0.02 eV.
Ea(G→M)=0.41Red +3.36, R2= 0.92, MAE= 0.01 eV. Ea(M→G)= 0.51Red +3.99,
R2= 0.94, MAE= 0.01 eV.

These results display that the catalytic performance depends of the redox
properties of the catalyst and, therefore, the reducibility can be used as single
descriptor of the activity of different catalysts. This descriptor can be experi-
mentally measured by cyclic voltammetry, and thus, this work provides a easy
way to predict the activity of catalysts for this process.

6.4.3 Reaction rate and volcano plot

A microkinetic model was built in order to obtain the analytical equation of
the reaction rate. From the reaction profiles, Figure 6.2, the 1,2 C-shift can
be assumed as the rate-determining step, and therefore, the quasi-equilibrium
approximation can be used to obtain the equation for the reaction rate. Bind-
ing energies for the dissociative adsorption of aldoses and the energy barrier
for the C-shift are obtained from the linear fittings of Figure 6.6 and therefore
the rate can be written in terms of HAE:

r(HAE) = k2kG[G]

(
1− [M ]

Kglobal[G]

)
1

1 +KG[G] + 1
KM

[M ]
(6.3)

Where Ki are the adsorption constants for glucose and mannose, i=G,M; k2

the coefficient for epimerization starting from glucose, Kglobal the constant for
the epimerization reaction, and [M] and [G] the corresponding concentrations
of glucose and mannose. In Figure 6.8 the normalized reaction rate is plotted as
function of HAE. The reaction rate shows a volcano shape with the maximum
placed at HAE=-3.72 eV and only a narrow zone of reducibility in which Mo-
based catalyst are actives for epimerization. With reaction rates obtained
through Eq. 6.3 the apparent activation energies, Eapp, were calculated. For
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H3PMo12O40 Eapp is 1.04 eV, in good agreement with the experimental value:
0.99±0.04 eV.14 For H2SMo12O40 the apparent activation energy is 1.00 eV,
being the catalyst with lowest Eapp. As POMs are in the upper end of the
narrow zone, more active catalysis could be developed.

Figure 6.8: Volcano plot of the normalized reaction rate as function of the HAE.
Conditions: T=100ºC, [G]=0.90M, [M]=0.10M. Red points correspond to the calcu-
lated rate with Eq. 6.3 for the catalyst used in the analysis. Catalysts in the shaded
region present drawbacks for epimerization reaction.

6.5 Conclusions

In this chapter the mechanism for the selective C2 epimerization of aldoses cat-
alyzed by Mo-based compounds has been identified. This mechanism explains
the selectivity to C2 epimerization experimentally observed. The influence
of the heteroatom and deprotonation grade were studied. The key step of
the mechanism is the carbon chain rearrangement through 1,2 C-shift. Re-
ducibility, calculated as H-addition energy (HAE), was found as the unique
descriptor for binding and activation energies for this process, independently
of the cluster or bulk nature of the catalyst. A microkinetic model was built
and the reaction rate was represented as function of HAE obtaining a volcano-
plot, which maximum indicates the HAE for the maximum activity and shows
as more active catalysts could be developed. Finally, the different behavior
against leaching observed for bulk and cluster catalyst is explained for the
electrostatic interaction between encapsulated anion and Mo12O36 framework
in POM, which increase the stability of the structure.
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Chapter 7

Concluding remarks

The biomass-derived compounds conversion catalyzed by Mo-oxides was stud-
ied by means of density functional theory, DFT. Three interesting reactions
were studied: i) the oxidation of methanol to formaldehyde (Chapter 3), ii) the
glycerol reduction to propylene (Chapter 5), and iii) the glucose epimerization
to mannose (Chapter 6). In addition, the optimization of DFT+U method
and the study of the nature of vacancy defects on α-MoO3(010) surface were
performed (Chapter 4). Therefore, the studies reported in this thesis pave the
way for a better understanding of Mo-oxides catalytic behavior that will allow
the development of more active, selective, and stable catalysts. The detailed
conclusions of each chapter are detailed in the following:

Chapter 3. The Formox™ process: selective methanol oxidation to
formaldehyde

• The reaction pathway for the methanol oxidation to formaldehyde is the
following:

CH3OH −→ CH3OH* −→ CH3O* −→ CH2O* −→ CH2O

• The catalytic activity is determined by the vacancy formation, the high-
est point in reaction profiles, and the catalyst recovery.

• Both surfaces α-MoO3(010) and r-MoO2(110) are actives for the oxida-
tion of methanol, but the only selective surface is α-MoO3(010). The
presence of reduced Mo centers on this surface is detrimental to selectiv-
ity.

• The presence of iron as dopant reduces the vacancy formation energy,
which increases the activity. This reduction is due to one electron is
accommodated in the iron during the vacancy formation.

• The presence of iron in the surface layer forms vacancies spontaneously,
reducing the selectivity. However, iron placed in subsurface layer does
not form spontaneous vacancy defects and keeps the selectivity.
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• In the industrial catalyst, MoO3 is the catalytic phase and the role of Fe
is to increase the activity by reducing the reaction energy of redox steps.

• The best performance can be obtained with the selective iron doping
in subsurface positions. Surface layer of MoO3 selectively catalyzes the
reaction whereas the subsurface iron increases the activity without af-
fecting the selectivity.

Chapter 4. On the nature of oxygen vacancies on the α-MoO3(010) surface
through the optimized DFT+U method

• The Ueff of DFT+U method was optimized to a value of 3.5 eV by
fitting reaction energies and electron localization with the HSE06 hybrid
functional and CCSD(T) method. The mostly used value, Ueff=6.3 eV,
strongly underestimates the reaction energies.

• During α-MoO3(010) surface reduction vacancies will be produced only
in terminal positions.

• The reduced surface can be in two different local electronic configura-
tions: i) two Mo5+ polarons placed in the undercoordinated Mo and in
a neighboring Mo center along x axis; and ii) a single Mo4+ dipolaron
placed in the undercoordinated Mo.

• The two electronic configurations were characterized in terms of bond
distances, magnetization, Bader charges, Raman frequencies and XPS.

• The two electronic configurations are close in energy; being the two Mo5+

polarons the most stable. The conversion between the two electronic
structures through an electron hopping has an energy barrier of ∼0.30
eV, easily overcomed at typical reaction temperatures. Therefore, the
two oxidation states will be present during catalytic activity.

• The vacancy formation energy of 2×Mo5+ configuration increases lin-
early with the coverage. Whereas, the vacancy formation energy of Mo4+

is constant until a coverage of 0.5 ML. At high coverage the inversion of
the stability between the two electronic states was found.

• The formation of Magnéli-phases is explained by the impossibility of the
vacancy accumulation along x axis.

• The adsorption energy of molecules on vacancy positions can be influ-
enced by the electronic state.

Chapter 5. Propylene production from glycerol: a first principles study
of hydrodeoxygenation (HDO) process on MoO3−x

• Hydrogen molecules dissociatively adsorb on surface and they can dif-
fuse over the surface with low energy barriers. The surface hydrogens
can recombine with a surface oxygen to form water molecules that are
released generating vacancy defects on the surface.
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• The high energy barriers for hydrogen adsorption explains why high H2

pressure is needed in experiments to reach high activity.

• The hydrocarbons are deoxygenated on vacancy defects. They adsorb
forming a Mo-O bond. A selective C-O bond cleavage produces the
deoxygenated compound while the oxygen atom remains bonded to Mo
center healing the vacancy and closing the catalytic cycle.

• Glycerol is reduced to propylene through a reaction network with 16
intermediates interconnected by 20 reactions. All the intermediates ex-
perimentally observed are accessible in the reaction network.

• In the reaction network there are three types of reactions: i) dehydra-
tions, ii) keto-enol equilibria, and iii) hydrogenations. The mechanism
was elucidated for the three reaction types and all the elementary steps
of reaction network were calculated.

• The high reaction barrier and the necessity of two neighboring empty
vacancy defects for the C-C bond cleavage explain the selectivity for this
HDO process.

Chapter 6. Selective C2 epimerization of aldoses catalyzed by Mo-based
compounds

• The mechanism for the epimerization of aldoses on H3PMo12O40 was un-
raveled. The epimerization encompasses three elementary steps through
a single Mo coordination: i) dissociative adsorption, ii) 1,2 C-shift, and
iii) associative desorption.

• During 1,2 C-shift step C1 and C2 exchange its functional groups, alde-
hyde and alkoxy. This large electronic rearrangement is assisted by the
Mo centers.

• The same mechanism can be applied to the catalyzed epimerization on
larger POMs and α-MoO3(010) surface.

• The presence of water as solvent reduces the energy barrier of the three
elementary steps. In dissociative adsorption and associative desorption
one water molecule acts as proton shuttle. During the 1,2 C-shift two
water molecules assist the carbon chain rearrangement by the interaction
with -OH groups.

• Different heteroatom and protonation grades in the Keggin cluster have
an influence in the charge transfer between the heteroanion and the
Mo12O36 framework. This charge transfer modifies the redox proper-
ties of the Mo atoms influencing the barrier for the 1,2 C-shift.

• Regarding the POM stability, the electrostatic interactions between the
heteroanion and the Mo12O36 framework avoid the leaching observed in
the bulk catalyst.
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• Reducibility, calculated as hydrogen addition energy (HAE), is an elec-
tronic descriptor for adsorption energies and 1,2 C-shift energy barrier.
The representation of the rate as function of hydrogen addition energy
(HAE) is a volcano plot. Its maximum indicates the HAE of the com-
pound that would have the highest rate.
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The Active Molybdenum Oxide Phase in the Methanol
Oxidation to Formaldehyde (Formox Process): A DFT Study
Marcos Rell�n-PiÇeiro and Nfflria Lûpez*[a]

Introduction

Nowadays, formaldehyde is one of the top chemical products
with 46.4 million tons produced yearly as of 2012.[1] Industrially,

two catalytic processes based on the oxidation of methanol

have been put forward: CH3OH++1=2 O2!H2CO++H2O. The first
one relies on the use of silver and occurs at high temperatures

(between 560 and 600 8C).[2] The second is based on a mixture
of reducible oxides including molybdenum, iron and/or vanadi-

um, in the so-called Formox process.[3] The reaction takes place
at T = 250–400 8C and one of its major drawbacks is the stabili-

ty of the catalyst (which lasts for about one year).[4] Although

the ferric molybdate catalyst was reported in 1931 by Adkins
and Peterson,[5] it was not available industrially until the

1960s.[6] In the Mo-containing formulations, Mo sites play an
active role[7] and the reaction begins simultaneously with the

reduction of the material.[8] However, both the nature of the
active site and its particular oxidation state remain under dis-
cussion.[9] Given the extensive use of molybdenum oxide

based catalysts in methanol and other selective oxidations,
such as propene to acrolein (BiMoO4), propane (MoTeVNbO)[9, 10]

and the hydrodeoxygenation of biomass compounds,[11] an un-
derstanding of the nature of the active site is crucial to fine

tune it. However, the difficulties to address the nature of these
catalysts under true reaction conditions arise from the fact that

they are structurally complex and present variable stoichiome-
tries, as well as, in some cases, mixed oxidation states that fa-
cilitate their redox chemistry. Computational techniques based

on the use of density functional theory can be used to eluci-
date the active site of the catalyst. For instance, experiments

on molybdenum oxide trimers[12] (MoO3)3 combining tempera-
ture-programmed desorption and molecular gas-phase density

functional theory have been reported. These works have illus-

trated the potential paths for oxidation, reduction and conden-
sation of alcohols, which indicate a prominent role for the

Mo=O terminal bonds in alcohol activation and in a-and b-hy-

drogen elimination leading to dehydrogenation and dehydra-
tion, respectively. However, these studies have not yet been

extrapolated to the bulk phases of molybdenum oxides, so
this is the precise aim of the present work.

The high degree of complexity of the molybdenum phases
is the main reason why academic studies have focused on the

so-called “parent oxides”.[13, 14] Experiments on different phases

of molybdenum oxide under aerobic and anaerobic conditions
have demonstrated different selectivities.[14] MoO3 produces

high yields of formaldehyde, in contrast to the behaviour of
MoO2. Under anaerobic conditions on MoO3, the reaction starts

at about T = 250 8C and the selectivity, which is quite high at
low conversions (around 90 %), is severely reduced above
340 8C, at which point CO becomes the major product. It was

claimed that this selectivity decreases as a result of surface re-
duction. The low activity for the anaerobic process was as-
cribed to the reduced amount of oxygen available. The same
experiments indicate the need to retrieve the oxygen from the

bulk phase with concomitant formation of the Mo4 + and Mo5 +

species identified by X-ray photoelectron spectroscopy.[14]

These species are detrimental to selectivity. By contrast, MoO3

is very selective under aerobic conditions and activity appears
at temperatures higher than 220 8C. The selectivity is retained,

even at very high conversions. The side products observed are
dimethyl ether and CO2 (about 8 %) in the medium tempera-

ture range (360 8C).
In turn, aerobic experiments run on MoO2 show activity at

even lower temperatures (T = 180 8C) with high selectivity

(around 90 %), but the selectivity drop is fast and it is already
below 70 % at T = 240 8C; the secondary product is CO. Signifi-

cantly, the performance of the MoO2 catalyst is better in the
second run[14] of experiments, in which the activity and selec-

tivity profiles resemble those of the aerobic performance of
MoO3. The large oxygen uptake of the MoO2 sample at T =

Methanol is oxidised to formaldehyde by the Formox process,
in which molybdenum oxides, usually doped with iron, are the

catalyst. The active phase of the catalysts and the reasons for

the selectivity observed are still unknown. We present a density
functional theory based study that indicates the unique char-

acter of MoVI¢MoIV pairs as the most active and selective sites

and indicates the active sites on the surface, the controlling
factors of selectivity, and the role of the dopant. Iron reduces

the energy requirements of the redox MoVI¢MoIV pair by acting

as an electron reservoir that sets in if required. Our present
study paves the way towards a better understanding of the

process.

[a] M. Rell�n-PiÇeiro, Prof. N. Lûpez
Institute of Chemical Research of Catalonia (ICIQ)
Avinguda Paı̈sos Catalans, 16, 43007 Tarragona (Spain)

Supporting Information for this article is available on the WWW under
http://dx.doi.org/10.1002/cssc.2.201500315.
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280 8C and the X-ray diffraction analysis indicate the formation
of MoO3 and X-ray photoelectron spectroscopy shows that sur-

face Mo is in the 6 + state. Therefore, these authors identified
Mo6 + species as the key for the high yield.

A recent structural deep in situ multi-technique analysis[13] of
MoO3 under real anaerobic reaction conditions illustrated the

consumption of oxygen from the bulk of the material in what
was identified as a Mars–van Krevelen mechanism. According
to these experiments, the basal (010) plane is responsible for

producing formaldehyde.[13] Geometric rearrangements of the
Mo¢O structures were reported upon reaction and upon in-
creases in the temperature. Whereas the terminal Ot atoms
were closer to the Mo centres, the other oxygen atoms in-

creased in distance from the neighbouring Mo centres.
It has been claimed that the M=O bond length and strength

are both fundamental to derive the activity and selectivity of

oxide materials in oxidation processes.[12, 15] For MoO3, this ar-
gument would imply that the terminal Ot atom would be

active, both in terms of activity and selectivity.[6, 12, 15a, b, 16]

Although the argument seems intuitive, there is some contro-

versy because no direct correlation is obtained from experi-
mental results. For instance, Routray et al.[17] suggested that

there is no relationship between the effectiveness of bulk

oxygen and surface reactivity. Through a comparison of these
results with the dynamic character of the coordination spheres

reported in Ref. [13], it becomes clear that such a simple de-
scriptor might not be practical for large lattice rearrangements.

O’Brien et al.[13] indicated that the most labile oxygen atoms in
the bulk might be crucial to maintain catalytic activity in

oxygen-depleted environments. However, the geometric dis-

tortions induced by defect formation might hinder the identifi-
cation of the species responsible for activity.

With regard to phase control, the MoO2–MoO3 equilibrium
appears at experimental temperatures around 400 8C and

a solid-state reaction between MoO2 and MoO3, Mo4O11, has
been proposed.[18] Moreover, vacancy diffusion in MoO3 was re-

ported at above T = 300 8C, which gives further support to the

Mars–van Krevelen[13] mechanism. The Formox process[3b, 19]

uses formulations for which ferric molybdates[19a] with excess

MoO3 are the real catalyst of choice. The particular role of iron
is unknown. Moreover, doped molybdenum oxides have been

reported to be active and selective catalysts for higher alcohols
derived from biomass,[11a] which thus opens a broad field for

such catalysts.
The aim of the present work is to use density functional

theory to illustrate the reaction network that drives the conver-

sion of methanol to formaldehyde and to determine the active
site and how the properties can be fine tuned by doping.

Results and Discussion

Molybdenum oxides present a wide structural and composi-
tional diversity[20] (Tables S1 and S2 in the Supporting Informa-

tion). The most common oxidised polymorph corresponds to
a-MoO3, which presents an orthorhombic unit cell. This struc-

ture consists of bilayers of distorted MoO6 (Figures S1 and S2
in the Supporting Information) packed through van der Waals

forces along the y axis, with (010) as the lowest energy surface.
The structure contains three crystallographically inequivalent
oxygen sites: 1) Ob, an asymmetric bridging of two Mo atoms
with one short and one long distance; 2) O3c, with two equal

bonds to two Mo atoms of the same sublayer and a long bond
to another centre in the other sublayer ; and 3) Ot, the terminal

oxygen atom capping the Mo centre with the shortest distance
(Table S3 in the Supporting Information). This terminal oxygen
atom appears between the a-MoO3 bilayers. In turn, the Mo

centres are reported to be either four- or six-fold coordinated
depending on the definition used in the experiments.[21]

MoO2 crystallises in a monoclinic structure, which can be
considered as a distorted rutile. This structure is formed by

chains of MoO6 octahedra that share opposite edges along the
crystallographic c axis. Each oxygen atom is bound to three

metal centres and each metal is surrounded by six oxygen

atoms. There are two distinct Mo¢Mo distances alternated
along the c axis and two different coordination oxygen atom

environments, each with three different bond lengths. In the
parent tetragonal rutile structure, there is only one metal–

metal distance (the lattice parameter c) and all of the metals
have the same octahedral coordination (Figures S1 and S2 in

the Supporting Information), with two different M¢O bond

lengths (Table S3 in the Supporting Information). To simplify
the analysis, we used the non-distorted high-symmetry-phase

rutile, r-MoO2. Similar strategies have been put forward to ana-
lyse scaling relationships for adsorption properties.[22]

Slab models representing different molybdenum oxides are
presented in Figure 1. For each of them, the reaction under

aerobic and anaerobic conditions was studied with the PBE

functional and van der Waals dispersion contributions for the
layered compounds (Tables S4 and S5 in the Supporting Infor-

mation). It is worth noticing that the layered structure of a-
MoO3 is weakly bound along the y direction: the interaction

energy between the bilayers is only 8 meV æ¢2. In addition, we
have identified a diffusion path for the defects that allows tridi-
mensional transport mediated by vacancies with very small

energy differences (Figure S3 in the Supporting Information).

Figure 1. Schematic representation of the slab models in the present study.
Top: side view; bottom: top view. A) a-MoO3(010); 1: terminal oxygen atom,
Ot. B) r-MoO2(110); 2: bridge oxygen atom, Ob ; 3: Mocus atom. C) r-MoO2 with
the outermost layer oxidised to a-MoO3(010). Colour code: red: oxygen;
light grey: MoVI ; dark grey: MoIV.
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On the r-MoO2(110) layer, oxidation can lead to the formation
of a-MoO3. We have examined this particular aspect by grow-

ing a single layer of the a-MoO3 compound epitaxially along
the (010) direction that interacts directly with the r-MoO2(110)

layer (Figure 1 C).
The reaction mechanism for the oxidation of methanol on

molybdenum oxides has been summarised in the literature by
TatibouÚt[6] to occur by first stripping of the acid proton by an
acid–base pair[23] with the subsequent C¢H bond breaking by

a nearby basic centre.[16a, 24] This reaction scheme, supported by
numerous experimental evidences[25] and revised in Ref. [6] ,
will be analysed for the different potential oxide surfaces by
following the experimental strategy suggested by Farneth

et al.[16b] The analysis over different oxides and stoichiometric
terminations can be taken then to infer the nature of the

active site because neither the experimental and computation-

al determination of the mixed phases under the reaction con-
ditions is reachable with the required level of detail.

a-MoO3(010)

The investigated path (Figure 2) follows the experimental indi-

cations that suggest that oxidation takes place through the
formation of methoxy and hydroxy intermediates that then

proceed to form formaldehyde (Table S6 in the Supporting In-
formation).[14, 25, 26] Methanol adsorbs exothermically on the a-

MoO3(010) layer through a hydrogen bond with a terminal
oxygen Ot atom to form the CH3OH* structure. The adsorption

energy is ¢0.25 eV and is thus in the range of typical hydrogen
bonds. This is the initial configuration that leads to the metha-

nol oxidation pathway by H abstraction to a terminal oxygen
atom of the surface through the transition state TS1M, with an

activation barrier of 1.13 eV. This acid–base activity is common
to all oxides.[27] The final dissociated structure, CH3O*++OH*,
lies 0.38 eV above the molecular adsorption structure. In this
step, the terminal oxygen atom loses part of its bond to the
Mo centre and the methoxy fragment bonds covalently to the

same surface molybdenum atom.
The transfer of the methyl H atom to an Ot atom can lead to

the desired product. One of the possibilities consists of the
transference of the H atom to the already formed OtH; that is,

the whole reaction takes place on a unique centre on the sur-
face and generates water. This process occurs through the

transition state TS2MA with an activation barrier of 1.04 eV

and leads to a configuration that is placed 0.13 eV below
TS2MA (not shown in the figure) that presents water and

formaldehyde sitting on the same Mo centre. From this struc-
ture, formaldehyde can interact with another Ot atom, which

leads to a final configuration, CH2O*++H2O*, which is 0.33 eV
more stable than the methoxy adsorption state. Desorption of

formaldehyde from this configuration is endothermic by DE =

0.83 eV. The water remains bonded to the Mo site in structure
H2O*. Finally, the release of water from the structure is endo-

thermic by DE = 0.90 eV. The removal of the last ligand is more
endothermic because it encompasses the formation of a vacan-

cy on the surface.
Alternatively, the methyl H atom can be transferred from

CH3O*++OH* to any of the Ot surfaces, which thus results in

two hydroxy groups. This agrees with the formation of a hy-
droxylated surface in the form of a bronze of HxMoO3 stoichi-

ometry reported[28] if the surface reacts only with methanol at
T = 200 8C. In this path, the H atom is transferred through

TS2MB with an activation barrier of 1.30 eV. In the final struc-
ture, CH2O*++2 OH*, the carbon atom from the formaldehyde
interacts with a third Ot atom. This configuration is isoenerget-

ic with the previous methoxy adsorption. Desorption of formal-
dehyde from this structure is slightly endothermic by 0.28 eV.
The recombination of hydroxy groups, which is followed by
water desorption to the gas phase, again endothermic by

1.12 eV.
The stoichiometric surface is not so effective in the activa-

tion of formaldehyde, as the red line in Figure 2 shows.
Adsorption of formaldehyde in the form of an oxirane species
with h2O,O coordination to the Mo centre is weak, with only

DE =¢0.05 eV. The further decomposition, driven by H abstrac-
tion, through transition state TS1F, cannot compete with de-

sorption.
These results agree with different experimental observa-

tions: for instance, the MoO3(010) surface is known to adsorb

methanol weakly according to the temperature-programmed
desorption experiments by Sleight and co-workers.[16a, b, 29]

IR and temperature-programmed reduction analyses per-
formed by Briand et al.[7d] indicated that methanol was disso-

ciatively chemisorbed and was employed for the tritration of
the active sites.[30] Therefore, under anaerobic conditions, the

Figure 2. Reaction energy profile for the decomposition of methanol on a-
MoO3(010). Blue lines correspond to methanol and red lines to formalde-
hyde. The newly formed oxygen vacancy is marked as &. The same colour
code as in Figure 1 is used for the structures.
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a-MoO3(010) surface could strip hydrogen atoms from the
methanol but the process is then non-stoichiometric because

the terminal oxygen atoms from the surface are consumed. Va-
cancy formation and replenishing through oxygen is needed

for the process to be catalytic. However, vacancy formation,
even from water, is endothermic and shows large barriers. This

observation is in agreement with the relatively high tempera-
ture (close to the MoO3–MoO2 transition one) required for the
reaction to occur.[18] Therefore, both the relatively low metha-

nol adsorption capacity and vacancy formation are responsible
for the poor activity. High temperatures are needed to reach
activity and to facilitate oxygen removal. The stoichiometric
surface is thus selective.

In situ experiments by Gai and Labun[31] have identified sub-
oxide regions of ordered vacancies, even under reaction mix-

ture conditions. If vacancies appear on the surface (Table S7 in

the Supporting Information) of the molybdenum (VI) oxide,
the reaction profile changes radically (Figure 3). Adsorption of

methanol at the vacancy site is very exothermic (DE =

¢1.16 eV) and the stripping of the hydroxylic proton by

a neighbouring Ot atom is very easy: it needs only 0.16 eV
(energy barrier). The product is only DE = 0.07 eV above the

energy of adsorbed methanol. Abstraction of the methyl H

atom can occur, either by transfer of the H atom to the already
formed OtH hydroxy group, which results in water, or by trans-

fer of the H atom to another Ot atom, which thus creates two
OtH groups. The energetic barrier to the first path is 1.28 eV,

via TS2MA, and leads to a configuration with the formalde-
hyde adsorbed through the O atom on the Mo atom of the va-

cancy and water adsorbed on its Mo centre. This structure is
DE = 1.14 eV above the methoxy adsorption state but can

rotate and contact an Ob atom through the methylene group,
to end in a CH2O*++H2O* structure ; the total step is endother-
mic by DE = 0.15 eV. The release of formaldehyde from this
structure is too energetically demanding (DE = 1.99 eV). In the
alternative path, stripping of the methyl H atom occurs

through TS2MB, with a higher energetic barrier of 1.54 eV. In
the final configuration, CH2O*++2 OH*, the formaldehyde inter-

acts with the molybdenum atom of the vacancy. The energy of
this configuration is 0.38 eV above that of the previous me-

thoxy intermediate. The desorption of formaldehyde is largely
endothermic (DE = 1.83 eV). The formation of a second vacancy

in this system is very large, with DE = 1.60 eV from H2Ot and

2 OHt. Another possibility is the formation and release of a H2

molecule. The movement of H atoms over the surface has low

energy barriers of around 0.70 eV. The interaction between
a hydrogen atom and MoIV atom presents a hydride character,

which could recombine with a proton to create a H2 molecule
as found for other oxides.[32] The total process to create and to

release a H2 molecule is endothermic by DE = 0.30 eV in the

first path, and by DE = 0.23 eV in the second one. This forma-
tion of H2 is in agreement with the experiments.[14]

However, vacancies adsorb oxygen strongly in any form.
Therefore, formaldehyde is adsorbed dihapto through an

O¢Mo contact and the C atom in the methylene bonds with
an Ob atom. The corresponding adsorption energy is large

¢1.44 eV. The barrier for CHO formation, through TS1F, is now

1.08 eV, which is lower than that for formaldehyde desorption
(in contrast to what happens for the stoichiometric surface).

With the final configuration, CHO*++OH*, this step is exother-
mic by ¢0.17 eV. In this step, the H atom is transferred to an

Ot atom to form an OtH group. This proton could be trans-
posed from the Ot atom to another Ot atom with an energy
barrier of around 0.70 eV. Finally, the last H atom is transferred

to an Ot atom through TS2F, with an energy barrier of 1.45 eV.
In the final configuration, CO*++2 OH*, CO is adsorbed carbon

down onto a MoIV centre; this state is 0.62 eV above
CHO*++OH*. CO desorption is endothermic by DE = 1.21 eV,
whereas hydrogen release is endothermic by DE = 0.38 eV. The
energy barrier to abstraction of the first H atom of formalde-

hyde is lower than the energy required to desorb formalde-
hyde, and, therefore, a complete oxidation of methanol to CO
is expected if vacancies appear on the surface. Alternatively,
HCO can also react with other hydroxy fragments to generate
CO2 (not shown in Figure 3).

As for the reoxidation of the surface, oxygen vacancies on
the a-MoO3(010)++vacancy surface can trap O2 molecules and

heal.[33] The adsorption energy is ¢2.14 eV and the oxygen

molecule is dihapto coordinated (h2O,O) with an internal O¢O
distance of 1.433 æ. Finally, on a-MoO3(010), the lack of di-

methyl ether and CO2 compounds observed in the experi-
ments[14] is due to the low coverage induced by the endother-

mic adsorption energy of methoxy compounds on the surface.
Figure 3. Reaction energy profile for the decomposition of methanol on
oxygen-lean a-MoO3(010)–vacancy. The oxygen vacancy is marked as &.
The same colour code as in Figure 2 is used.
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r-MoO2(110)

On the r-MoO2(110) surface, adsorption of methanol (Table S6
in the Supporting Information) through the interaction be-

tween a hydroxy group with the Mocus (undercoordinated site)
centre is very exothermic, with a DE value of more than 2 eV

(Figure 4). The molecular state can easily evolve to the dissoci-

ated hydroxy ObH group and the methoxy group adsorbed on
the under-coordinated Mocus site through TS1M, with an

energy barrier of only 0.12 eV. The final configuration,
CH3O*++OH*, lies 0.25 eV below the molecular adsorption
state. Therefore, under real typical reaction conditions, all
active sites on the surface would be covered by these frag-

ments. Further activation of the methyl H atom is not so
straightforward. The process presents an energy barrier of
1.34 eV, which would result in the formation two hydroxy
groups on the bridge positions and adsorbed formaldehyde in
CH2O*++2 OH*. This step is endothermic by DE = 1.09 eV.

Desorption of the organic compound from the surface is hin-
dered by a sizeable energy barrier of about 1.12 eV. Water evo-

lution is even more hampered because vacancy formation re-

quires more than DE = 2 eV for this surface.
Unlike the situation with a-MoO3(010), formaldehyde is

more strongly bonded to the surface than the methanol reac-
tant and even the hydroxy–methoxy pair. The most stable con-

figuration, CH2O*, has an adsorption energy of ¢2.38 eV. In
this configuration, the O atom interacts with the Mocus site and

the methylene group interacts with a bridging oxygen atom.
The activation of formaldehyde is difficult ; there is an energy
barrier of 1.45 eV to transfer the first H atom. The large resi-
dence time of formaldehyde on the surface would compromise

activity.
The next step in the decomposition path corresponds to

CHO*++OH* formation, with one ObH group whereas the CHO
continues to interact with the Ob and Mocus atoms. Through

TS2F, the second H atom is transferred to the surface with an
energy barrier of 1.51 eV. In the final configuration, there are
two ObH groups and CO is bound to the Mocus site. Desorption

of CO is endothermic by DE = 1.30 eV. In comparison, water
evolution with concomitant vacancy formation requires DE =

2.07 eV. Therefore, the reaction under anaerobic conditions
would likely end with a full surface covered by CO and hydroxy

groups.

The reactivity of r-MoO2(110) at low oxygen exposures will
take place as follows. Oxygen is easily split on the r-MoO2(110)

surface and the O atoms in the cus position (Table S8 in the
Supporting Information) can then act as stripping agents for

the H atom in methanol. The adsorption energy of this Ocus

atom with respect to gas-phase molecular oxygen is ¢2.96 eV.

The reaction paths are illustrated in Figure 5. Methanol adsorp-

tion is very exothermic with DE =¢1.85 eV. In CH3OH*, the hy-
droxy group interacts with the Mocus site through the oxygen

atom, whereas the hydrogen atom is pointed to the Ocus atom.
This structure can evolve to CH3O*++OH* with a low energy

barrier of 0.14 eV. In this structure, the OH group is dissociated,
the methoxy group is bound to the Mocus centre and the OcusH

Figure 4. Reaction energy profile for the decomposition of methanol on r-
MoO2(110). The oxygen vacancy is marked as &. The same colour code as in
Figure 2 is used.

Figure 5. Reaction energy profile for the decomposition of methanol on
a partially oxygen-covered MoO2(110)–Ocus. The same colour code as in
Figure 2 is used.
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group is formed. A second H atom could be transferred to the
surface in two different ways, either as a water molecule ad-

sorbed on the Mocus site or through the formation of an OH
group in a bridge position. The first one presents a barrier of

1.27 eV, through TS2M1 and the second one of 1.07 eV,
through TS2M2. As with r-MoO2(110), with these barriers and

under real typical reaction conditions, all active sites on the
surface would be covered by intermediates. In the first path,
once the methylenic hydrogen atom is transferred to the Ocus

atom, the water molecule and formaldehyde start interacting
with the Mocus centre, in a CH2O*++H2O* configuration. The re-

action energy for this step is 0.75 eV and the desorption of
formaldehyde costs DE = 1.43 eV. In the second path, the con-

figuration with two ObH groups and formaldehyde interacting
with the Mocus site, CH2O*++2 OH*, lies DE = 0.46 eV above the

methoxy adsorption. Energy of 1.26 eV is needed to release

the formaldehyde from this configuration. Desorption of the
Ocus atom as a water molecule requires DE = 1.50 eV from

CH2O++H2O*. After formaldehyde is desorbed from
CH2O*++2 OH*, the total process to create the H2Ocus molecule

and release it is endothermic by DE = 1.96 eV.
The red line in Figure 5 represents the path to formaldehyde

oxidation on this oxidised surface. The adsorption of formalde-

hyde is very exothermic with DE =¢2.29 eV. The oxygen atom
interacts with the Mocus centre and the methylenic group is

bound to the Ocus atom to form CH2O*. The first H atom is
transferred to the surface with an energy barrier of 1.10 eV.

The resulting structure, CHO*++OH*, is very stable, with an in-
teraction energy that is 1.10 eV lower than the molecular ad-

sorption state. Stripping of the second H atom is very energy

expensive because the energy barrier is 2.28 eV, but the transi-
tion state is still below the energy of the reactants by 1.10 eV.

In the obtained structure, two ObH groups are formed and CO
is bonded to the Mocus site; its desorption requires DE =

1.38 eV. The recombination of hydrogen atoms with the Ocus

atom to form water and the subsequent desorption is endo-
thermic by DE = 1.81 eV.

The desorption energies of formaldehyde for both MoO2 sur-
faces are higher than the barriers needed to completely oxidise
formaldehyde. Therefore, selectivity is not expected in either
the r-MoO2(110) stoichiometric or oxidised surfaces.

MoO3/MoO2

The oxidation of MoO2 to MoO3 can occur under excess
oxygen. Experiments indicate that MoO2 oxidation in 5 vol % of

oxygen starts at around T = 300 8C.[18] We have investigated the
potential growth of an oxidised MoO3 layer on top of the

MoO2 slab (Figure 1 C). This kind of epitaxial registry has been
successfully applied to other rutile-based catalysts.[34] Actually,

the surface structure of MoO2 can keep a reasonably good reg-

istry between the (110) surface of the reduced system and the
(010) surface of the oxidised system. The adhesion of the epi-

taxial layer to the reduced one accounts for DE =¢0.25 eV æ¢2.
This is larger than the bilayer–bilayer interaction of DE =

¢0.01 eV æ¢2 and even the intra-bilayer value of DE =

¢0.03 eV æ¢2 for MoO3.

On this system, we have evaluated again the reaction profile

for methanol oxidation which is shown by the blue line in

Figure 6. Following the same path as that with a-MoO3(010),
the methanol adsorption, CH3OH*, is exothermic by DE =

¢0.22 eV, which is practically the same value as with a-
MoO3(010). The stripping of the hydroxy proton through TS1M
is then an endothermic process by DE = 0.70 eV with an
energy barrier of 1.77 eV. This is due to the compression of the
lattice induced by epitaxial growth. Transfer of the second H

atom to the surface presents an energy barrier of 0.84 eV for
CH2O*++H2O* formation and of 1.05 eV to obtain

CH2O*++2 OH*. These two reaction steps are exothermic by
1.07 and 0.90 eV, respectively. Desorption of the organic spe-

cies requires about DE = 0.10 eV. The vacancy formation and
release of water is again endothermic by DE = 1.62 and

1.45 eV, respectively. Although the energy barriers are higher
than for the a-MoO3(010) system, this process can occur under
the temperatures required for the MoO3/MoO2 equilibrium.

For this surface, the adsorption of formaldehyde would com-
pete with the adsorption of methanol. In addition, the energy

barrier to strip the first methylene H atom is only 0.50 eV.
Therefore, for the MoO3/MoO2 oxidised surface, we cannot

trace back the selectivity reported in the experiments.[14] As

a consequence, a well-developed MoO3 structure is needed for
an active and selective molybdenum catalyst in the methanol

to formaldehyde conversion. This agrees with the experimental
observation that the catalyst works best during the second

cycle.[15]

Figure 6. Reaction energy profile for the decomposition of methanol on the
epitaxially oxidised MoO3(010)/MoO2(110). The same colour code as in
Figure 2 is used.
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Comparison to available kinetic measurements

Extensive kinetic tests have demonstrated that the apparent ki-
netic orders for oxygen and methanol are positive,[23b, 35] where-

as water inhibits the process.[35c, d, 36] These observations com-
pletely agree with the mechanistic insight obtained from the

calculations, in which the adsorption of both methanol and
oxygen is exothermic and thus promotes the reaction and
which reveal that water adsorption on the active site is the

origin for the observed inhibition. As for the rate-determining
step, experiments have identified the C¢H activation of the

methoxy group[16a, 24] that leads to formaldehyde as the crucial
elementary step. In our case, this transition state is the highest

configuration in the energy profile, which is thus in agreement
with the experiments. Moreover, the apparent activation

energy was reported to be close to 0.87 eV[23b, 35, 37] for all cata-

lysts. Our value, with consideration of the zero-point vibration-
al energy, leads to an apparent activation energy of 0.92 eV.

Experiments have also indicated that long residence times of
formaldehyde intermediates would result in a lack of selectivity

by parallel reactions, as proposed by Busca et al.[38] This corre-
lates with the comparison between adsorption energies and

further dehydrogenation reactions described in our methodol-

ogy.

Role of Fe as dopant

As indicated in the Introduction, the present formulations in

the Formox process use Fe-containing molybdenum oxides. As
we have seen in the analysis of the pure compounds, the activ-

ity of a-MoO3 is poor as a result of a weak trapping of metha-
nol and the overall activity is controlled by the easy formation

of the vacancy on the surface, which is the highest point in
the energy profile presented in Figure 2. Thus, the crucial step

in the activity of molybdenum oxide is a fast release and re-

generation of oxygen in the lattice. In addition, to reach selec-
tivity, the adsorption of formaldehyde needs to be smaller

than that of methanol (thermodynamic competitive selectivi-
ty)[39] and smaller than the H¢C activation in H2CO, as dis-

cussed earlier for CeO2.[40] The most stable adsorption of form-
aldehyde involves a vacancy site (bound to the O atom) and

an oxygen atom from the lattice that forms a C¢O bond in a di-
oxirane configuration (Figure 3, CH2O*). As formaldehyde occu-

pies the position of the Ot atom, selectivity is controlled by
how stable this species is. The easier that vacancy formation in
a-MoO3(010) is, the lower the stabilisation of formaldehyde will

be. Therefore, the vacancy formation energy is the single de-
scriptor for activity and selectivity of methanol oxidation on

molybdenum oxide compounds. A similar reasoning was used
as a descriptor for the activity of oxidative dehydrogenation re-

actions.[15c]

To analyse the role of iron, we have set up a model that con-
tains an a-MoO3(010) surface in which either a surface or a sub-

surface Mo atom has been replaced by iron. The energy differ-
ence between these two structures is rather small (DE =

0.02 eV) and favours the surface Fe atom. The interpretation of
these results is that iron can be in either place without a signifi-

cant energy cost. We have tested the vacancy formation ener-
gies for both structures and compared them with those of the

parent compound a-MoO3(110). Although the value is rather
high for the native a-MoO3(010) (DE = 2.71 eV), it is reduced if

iron is in the proximity of the Mo¢Ot bond, with values of
DE =¢0.18 eV if the Fe atom is on the surface and DE =

1.30 eV if the Fe atom sits in the subsurface region. For the
sake of comparison, the formation energy of a defect on the

Fe¢Ot structure is more exothermic ¢0.59 eV. The easy forma-

tion of vacancies on the surface if Fe is located there actually
compromises selectivity.

The reason for such a decrease can be traced back to the
geometric reorganisations upon reduction of the surface
(Figure 7). In fact, vacancy formation on the pure a-MoO3(010)

surface induces a large rearrangement of the first coordination

sphere of oxygen atoms around the under-coordinated Mo

centre. In this way, the surrounding oxygen atoms can accept
(by reducing the distance to the Mo atom) part of the elec-

tronic density that has been left on the defective Mo centre.
The resulting elastic relaxation is very large and, thus, the lat-

tice responds by hindering vacancy generation. For the Fe-
doped system, the electron storage occurs in a different posi-

tion instead because the initial Fe3 + centre in the lattice can

accept part of the electronic excess. The Fe magnetisation rises
from 1.29 to 2.33 mB (Tables S7–S9 and Figure S4 in the Sup-

porting Information). Therefore, our results show that the
system can work through an electron-donor pair, which thus

allows a buffering effect on the oxygen content at the molyb-
denum centre, in a very similar way to doping in CaO.[41]

These electronic structure properties can then be transferred
to the chemical behaviour of the catalyst. On the one hand, ac-
tivity occurs through the easy formation of vacancies. On the

other hand, selectivity is at least partially governed by the
competitive adsorption of methanol and formaldehyde. For

the native stoichiometric a-MoO3(010), methanol adsorbs
weakly (DE =¢0.25 eV) and formaldehyde even more weakly

(DE =¢0.05 eV). The situation is reversed if a vacancy exists on

this surface because then the adsorption values are DE =

¢1.16 and ¢1.44 eV, respectively, which shows the marked

preference for formaldehyde that is detrimental to selectivity. If
the Fe dopant is in a subsurface position, the adsorption ener-

gies are ¢0.47 and ¢0.01 eV, respectively. Therefore, the
doped system retrieves the thermodynamic selectivity ob-

Figure 7. Local structure of the surface vacancy on a-MoO3(010) and Fe-
MoO3(010) with Mo¢O and Fe¢O distances given in æ.
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served for the clean stoichiometric a-MoO3(010). Finally, if Fe is
present on the surface layer, selectivity disappears because va-

cancy generation is favoured (exothermic processes) and,
moreover, these sites then prefer to trap formaldehyde (DE =

¢1.44 versus ¢1.40 eV; DE =¢1.19 eV is gained by trapping
oxygen; Table S4 in the Supporting Information). This explains

why excess MoO3 is needed in the Formox process.[3b, 19b, c]

Conclusions

We have investigated the activity and selectivity of molybde-

num-based oxides on the formation of formaldehyde from
methanol by means of density functional theory. Our results in-

dicate that MoO3 activity is linked to the possibility of it form-

ing oxygen vacancies at reasonable energy costs. The active
site is a MoVI centre that cycles to the MoIV state if forming the

vacancy. Therefore, on the MoO2 surface, an excess of oxygen
can generate local species with a MoVI character, Mocus, that

can also be active. However, the interplay between both
oxides is complex and the r-MoO2(110) surface can form an ep-

itaxial a-MoO3(010) under oxidation conditions; this surface is

not very selective when formed only by an ultra-thin layer. We
have also rationalised the role of Fe in the activity and selectiv-

ity of the Formox catalyst. We have found that Fe doping in
subsurface positions increases the activity and keeps the selec-

tivity of the a-MoO3(010) by placing the energy cost of vacan-
cy formation in the right window for activity and enhancing

the thermodynamic selectivity towards formaldehyde. More-

over, the large relaxations found for the formation of vacancies
prevent the use of geometric descriptors as indicative for the

activity, as proposed earlier in the literature.
The present results pave the way for a tailored design of

new catalytic formulations that can address the stability issues
found in the industrial implementation of this catalyst but can

retain the activity and selectivity.

Computational Methods

Density functional theory calculations on slab models representing
the different potential active phases were carried out with the
VASP 5.3.3 package.[42] PBE was the chosen functional,[43] including
Grimme’s semiempiric correction vdW-D2[44] to reproduce the van
der Waals interactions. Projector-augmented wave (PAW) pseudo-
potentials[45] were used to reproduce the atomic core shells ; va-
lence electrons were expanded in plane-waves with a kinetic cut-
off energy of 450 eV. The bulk crystals were optimised (Table S1 in
the Supporting Information). The reaction network was studied on
slab models representing the lowest energy facets. The r-
MoO2(110) model slab contained five trilayers in a supercell that
was three times the unit-cell area, with a k-point sampling of 5 Õ
7 Õ 1. To represent a-MoO3(010), the slab model contained two bi-
layers in a (2 Õ 2) supercell with a 5 Õ 5 Õ 1 k-point sampling. The
topmost atoms were allowed to relax together with the adsorbates
(the upper bilayer for a-MoO3(010), and the two topmost trilayers
for r-MoO2(110)). To avoid the spurious terms arising from the
asymmetry of the slabs, a vacuum gap of 15 æ was added between
the slab and its periodic image and a dipole correction along the z
axis was included.[46] Tests on a model system representing the ini-
tial epitaxial oxidation of the topmost r-MoO2(110) layer are also

presented. The calculation setup then follows that of r-MoO2(110).
Tests with a larger energy cutoff demonstrate the stability of the
adsorption energy values (Table S5 in the Supporting Information).
To allocate the transition-state structures, the nudge elastic band
method[47] was used in combination with the so-called climbing
image.[48] All stationary points were confirmed through vibrational
analysis by diagonalisation of the numeric hessian matrix obtained
with 0.02 æ steps.
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ABSTRACT 

Molybdenum oxides are finding increasing applications that rely on their redox character. On the 

most common polymorph, -MoO3, oxygen vacancy formation leaves two electrons on the 

surface that can be stored as small polarons. Detailed Density Functional Theory calculations 

that properly account for the self-interaction term, Ueff, show that the vacancy generates two 

different configurations: either two Mo
5+

 centers (Mo
5+□ and Mo

5+
=O) or a single doubly 

reduced Mo
4+

. These states are separated by 0.22 eV with a barrier for interconversion of 0.33 

eV, thus both are populated at catalytic temperatures as it is shown by first principles Molecular 

Dynamics. At higher reduction levels, vacancies can only be accumulated along a preferential 

direction and the energy difference between the 2xMo
5+

 and Mo
4+ 

configurations is reduced. 

These results point out to the need for a revision of the experimental assignments based on our 

characterization that includes charges, vibrational frequencies, and XPS signatures.  

TOC GRAPHICS 

 

  

106

UNIVERSITAT ROVIRA I VIRGILI 
MOLYBDENUM OXIDES AS CATALYST FOR BIOMASS-DERIVED COMPOUNDS: A THEORETICAL APPROACH 
Marcos Rellán Piñeiro 
 



 3 

The properties of oxides are dominated by defects, commonly oxygen vacancies.
1-2

 Vacancies 

affect the electronic structure of materials as the two electrons left upon O removal can be: (i) a 

localized pair at the position of the anion (like for MgO);
3
 (ii) separated and localized at the 

surrounding cations like for TiO2 and CeO2 effectively leaving two M
3+

;
4-5

 (iii) partially 

delocalized between a group of metals, like for In2O3.
6-7

 Recently, Molybdenum oxides have 

attracted a lot of attention due their large number of new physical and chemical applications as 

electro- and chromic devices, photo-, electro- and thermal catalysis, in solar cells and as light 

emitting diodes, photodetectors/sensors, batteries, pseudocapacitors, thermoelectric and 

ferroelectric materials.
8
 All these applications are based on the versatile geometric (with several 

structure forms)
9,10

 and electronic structure linked to the redox character that can be fine-tuned 

by the addition of cations
11-12

 or hydrogen,
13-15

 or by oxygen removal,
16

 which leads to the 

formation of Magnéli phases.  

In the most common polymorph, -MoO3, Mo centers are in the oxidation state, Mo
6+

, and 

surrounded by oxygen atoms in octahedral environments with a band gap between 3.0-3.2 eV.
17-

19
 α-MoO3 has an orthorhombic unit cell with Pbnm symmetry where distorted MoO6 octahedra 

are ordered in bilayers along the xz plane, see Figure 1. Van der Waals interactions hold the 

layered structure packed. There are three non-equivalent oxygen atoms: (i) three coordinated 

oxygens, O3c, that form a symmetrical bridge along the x axis between two Mo centers of the 

same layer and interact with a sublayer Mo; (ii) asymmetric oxygens, Ob, that bridge two Mo 

centers along the z axis; (iii) terminal oxygens, Ot, double bonded to only one Mo center present 

in the interlayer region. Oxygen depletion severely affects the electronic structure of the material 

changing its very large work function (around 6.9 eV) to lower values around 6.5 eV for a 10% 

oxygen deficient material, introducing donor gap states.
20

 Upon reduction, the photoemission 

107

UNIVERSITAT ROVIRA I VIRGILI 
MOLYBDENUM OXIDES AS CATALYST FOR BIOMASS-DERIVED COMPOUNDS: A THEORETICAL APPROACH 
Marcos Rellán Piñeiro 
 



 4 

spectra presents additional features: at low vacancy concentrations, these features are assigned to 

the formation of Mo
5+

 centers, and after a certain concentration, Mo
4+

 features also appear.
20-22

 

Electron Paramagnetic Resonance, EPR, studies also indicate the formation of structural point 

defects of Mo
5+

 close to oxygen vacancies which at higher concentrations lead to the formation 

of other centers associated to extended shear structures.
23

 Raman vibrational
24

 spectroscopy 

points out the fingerprints for 996, 823 cm
-1

 (M=O asymmetric and symmetric strechings) and 

667 cm
-1

 (asymmetric O-Mo-O). Additional Raman features at 1004 and 1008 cm
-1

 appear at low 

reduction levels
25

 that disappear at longer reduction times, or by hydrogen adsorption and 

electron beam treatment.
26-27

   

 

 

Figure 1. Structures of α-MoO3(010) pristine surface, left, and local structure of the two possible 

Ot vacancies, right. a: O3c, b: Ob and c: Ot. Mo: green and O: red. 

 

Understanding the electronic properties of -MoO3 from first principles
28

 has been hampered 

by the presence of the layered structure, the semiconductor character of the material, and the 

reducibility of the cation. Hybrid methods have been applied, for instance, to evaluate the 

vacancy formation energy in the bulk, which is endothermic by 3.68 eV within HSE06.
29

 

However, the use of these functionals remains unpractical when exploring complex reaction 

c

a

b

Mo4+

2xMo5+
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networks on the material. Alternatively, DFT Generalized Gradient Approximations, GGA, have 

been employed. In -MoO3 studies with pure GGA functionals
30-33

 electron localization is not 

found, and thus, isolated oxidation states cannot be assigned. The empirical Ueff parameter needs 

to be incorporated to achieve localization.
34

  In the literature, scattered U values have been used. 

Bulk calculations with Ueff=5.0 eV were employed to analyze the preferential oxygen eliminated. 

Ot was identified as the easiest to remove, but the nature of the charge state was not described.
35

 

With a value of Ueff=6.3 eV vacancy formation at Ot atom in the bulk leads to a Mo
4+

 center 

while removal of the Ob or O3c lattice oxygen ends up in the formation of two Mo
5+

 centers.
27, 36

 

A recent study with Ueff= 6.0 eV suggested the formation of two different states upon reduction, 

but no characterization was performed, and low vacancy formation energies, ~1.50 eV, were 

reported.
37

  

In surface models, a value of around 6 eV was obtained by fitting to hybrids calculations on 

cluster  structure and it was employed by  Chen,
38

 Asta,
39

 and Willock
40

. The latter reported the 

formation of a Mo
4+

 center. In turn, Metiu
41-42

 and Bell
43-44

 proposed a Ueff value to match the 

experimental enthalpy of the reaction MoO3+ H2 → MoO2 + H2O, but they reported very 

different values, 2 and 8.6 eV, respectively. Metiu found out no localization for the Ot removal 

and two Mo
5+

 when the vacancy is formed at the O3c position. Therefore, the origin of the 

different oxidation states observed in experiments cannot be assigned from the previous 

computational studies. 

In this work, we reoptimized the Ueff value to describe the reactivity on -MoO3(010) 

accurately, following a set of benchmarks that include the comparison to hybrid functionals and 

CCSD(T) references, see Section SI1. Then, we employed PBE+U-D2 to identify the true nature 
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of vacancies in terms of oxidation state of the cations, and the corresponding spectroscopic 

fingerprints.  

The bulk PBE-D2 calculated lattice parameters are a=3.921, b=14.480 and c=3.708 Å, in 

agreement with the experimental values: a=3.963, b=13.855 and c=3.696 Å.
45

 Because of the 

layered packing through dispersion forces along the y axis, the (010) surface is the easiest to 

cleave. The calculated surface energy was 0.01 eVÅ
-2

 within PBE. The density of states (DOS) 

of the pristine material shows a small band gap of 1.99 eV with the valence band formed by 

O(2p) and the conduction band by Mo(4d). The Bader charge analysis of the Mo centers 

provides a value of 2.67 |e
-
| which is well below the formal charge. 

Either the terminal or the two in oxygens plane surface could be the first ones to be removed.  

Vacancy (V) formation energies for the reaction MoO3 → MoO3-x + ½ O2(g) in Ot and O3c 

position are shown in Figure 2. For the Ot-Ob pair it is found that the calculations within PBE 

result in similar geometries (the remaining oxygen stays at an intermediate position between that 

of Ot and Ob) and similar formation energies
31-32, 40

. However, in our PBE+U calculations, the 

converged VOt geometry keeps the Ob in the surface plane, whereas all our attempts to converge 

a VOb resulted in a displacement of the Ot to the Ob position and the convergence in the same Ot 

vacancy geometry. Therefore, no vacancies appear at Ob positions on the (010) surface. In turn, 

the formation of Ot vacancies is endothermic, between 2.61 and 2.87 eV, whereas that of O3c 

requires an additional 1.80 eV, see Table SI1 and Table SI2. The large difference in energy 

indicates that vacancies are preferentially formed at Ot positions (VOt), which is in agreement 

with previous studies.
37, 40
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Figure 2. a) VOt Vacancy formation energy according to the reaction MoO3 → MoO3-x + ½ O2(g) 

calculated on the (2x2) and (3x3) supercells at PBE+U and HSE06 levels. b) VOt Vacancy 

formation energy as a function of oxygen depletion for 2xMo
5+

 and Mo
4+

 states at PBE+U, 

Ueff=3.5 eV. 

 

VOt can be present in two different electronic configurations.
37

 The ground state has a vacancy 

formation energy of 2.61 eV (3x3 supercell). In the local geometry of this configuration the 

undercoordinated Mo (Mocus) cation shortens the long Mo-Ob and the Mo- O3c sublayer bonds by 

0.308 and 0.417 Å, whereas its neighboring Mo (still six-fold coordinated) increases Mo-Ob 

distances by 0.244 and 0.283 Å, see Figure 3. The charge of these two centers differs from that 

of the pristine surface as 2.48-2.49 |e
-
| values are retrieved. The DOS in Figure 3 shows how one 

electron is located in a d-orbital of each reduced Mo, and the d-orbital of the undercoordinated 

Mo is lower in energy. The electron magnetization is slightly higher in the undercoordinated 

center: 0.96 vs 0.83 μB. Therefore, this configuration corresponds to Mo
5+

(□)-O-Mo
5+

(=O), so 

both Mo, where the vacancy is created (□) and the neighboring cation, have a 5+ character. 

a) b)
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A second configuration with a vacancy formation energy of 2.84 eV has also been obtained. In 

it, the Mocus-O bond distances with the oxygens of the surface layer are similar to those of the 

regular surface, but the Mo atom sinks and reinforces its coordination to O3c, the distance is 

shortened by 0.309 Å, see Figure 3. The metal charge is 2.24 |e
-
|. The DOS clearly shows the 

localization of the two electrons, with the same spin, in two different d-orbitals of the Mo
4+

 

center, according with the calculated magnetization of 1.70 μB. Therefore, this structure is 

assigned to the formation of a single double reduced Mo
4+

(□) center.  

Benchmarks performed with the hybrid functional at this concentration (1/9) and the PBE+U 

geometries lead to a slightly higher vacancy formation energy range: 2.82 and 3.18 eV. The 

reoptimized  PBE+U (Ueff=6.3 eV) energies are much lower, 1.72 and 1.88 eV, but even at these 

geometries the HSE06 values are 2.93 and 3.30 eV, thus highlighting the critical choice of the 

Ueff when reproducing the formation energies. In summary, the ground state can be identified as 

a bi-polaron where two electrons are localized on two neighboring Mo centers (Mo
5+

), whereas 

the metastable state corresponds to a single dipolaron at the same center (see Figure 4a) and the 

energy difference is well-represented by PBE+U, Ueff=3.5 eV.   
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 9 

 

Figure 3. a) Projected density of States, b) local geometry with Mo-O bond distances, in Å, and 

c) fingerprints for the clean surface and the two different states corresponding to the VOt. 

Magnetization, μ, in μB; Bader charges, q, in |e
-
|; XPS displacement in eV; and frequencies in 

cm
-1

.  

 

We have inspected how concentration affects the VOt vacancy formation energies, Figure 2b. 

2xMo
5+

-like defects are increasingly more costly (with a linear dependence on concentration), 

whereas Mo
4+

 ones are independent of the concentration until coverage reaches 0.5. Moreover, 

vacancies cannot be accumulated through the [100] direction for both configurations, see Table 

SI1. The origin of this vacancy aligment is at the core of the relaxations observed when the 
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vacancy is formed. When two neighboring vacancies are aligned along [100], the shared O3c 

sinks towards the subsurface Mo atom (reduces its bond length by 0.1 Å). This ends up 

increasing the vacancy formation energy. Vacancies would then accumulate on the perpendicular 

direction generating crystal shears that induce the formation of Magnéli phases.   

Next, we analyzed the interconversion between the two vacancy configurations. -MoO3 is 

known to generate small polarons upon electron addition
36, 39

 which are highly mobile, with 

reported barriers of 0.35 eV in the plane and 0.50 eV between bilayers.
36, 39

 The CI-NEB results 

in a barrier for the conversion between oxidation states 2xMo
5+

↔ Mo
4+

 of around 0.3 eV. The 

barrier is low enough to ensure that the two states are in equilibrium even at room temperatures. 

Therefore, we performed first principles Molecular Dynamics, MD, simulations to illustrate the 

dynamic nature of the electronic states in VOt. The local magnetization of the surface centers is 

shown in Figure 4b along the 10 ps trajectory at 300 ºC. The main features are that the Mocus is 

preferentially Mo
5+

 but also samples Mo
4+ 

states, the second polaron is localized either 

preferentially along the [001] direction or in zigzag, but not in the nearest neighbor along the 

[100] direction. At the temperatures at which -MoO3 catalyzes reactions take place (around 

300ºC), the relative Boltzmann population at low reduction levels (θVOt=0.25 ML) is around 93% 

of Mo
5+

 and about 7% of the Mo
4+

 configuration, from our MD trajectory these values are 95 and 

5%. This is remarkable as experiments have shown that materials reduced at 350ºC and 

quantified by the XPS fingerprints provide a 93:7 for Mo
5+

:Mo
4+

.
21
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Figure 4. a) Energy profile for the electron hopping for the conversion 2xMo
5+

→Mo
4+

 on the 

(2x2) and (3x3) supercells and calculated spin density for the two surface states at 0.01e
-
Å

-3
. b) 

Surface Mo local magnetization as a function of time for the Molecular Dynamics run at 300ºC 

and θVOt=0.25ML (atom labels shown in the scheme). c) Calculated XPS at different vacancy 

coverages, θVOt , at 350ºC. Green Mo
6+

, red Mo
5+

 and blue Mo
4+

. 
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The experimental fingerprints of oxygen deficient -MoO3 can then be reanalyzed considering 

the dual nature of the vacancies. For instance, the Raman fingerprint of -MoO3 are three 

characteristical bands:  Mo=Ot and Mo-Ob stretchings, at 996, 823, and Mo-O3c at 667 cm
-1

, 

respectively.
46-47

 We have calculated the vibrational modes of the different coordination spheres 

of Mo centers. The reference Mo=Ot is 974 cm
-1

, which increases by 15 cm
-1

 for the 

hexacoordinated Mo
5+ 

in the Mo
5+

(□)-O-Mo
5+

(=O) in agreement with the bands over 1000 cm
-1

 

identified in the experiments.
25

 In addition, the stretching frequency for Mo-Ob bond is reduced 

by 35-40 cm
-1

 for undercoordinated cations, and, more importantly, it is reduced by 100 cm
-1

 for 

the octahedral Mo
5+

, and therefore could be a fingerprint to this Mo
5+

(=O) center. The frequency 

for the Mo-O3c stretching increases for the undercoordinated cations: 10 and 36 cm
-1

 for Mo
4+

 

and Mo
5+

 respectively. Thus, this mode can be used to discriminate different states. 

Complementary, experimental XPS
21-22

 on reduced MoO3 shows the peaks for Mo
6+

, Mo
5+

 and 

Mo
4+

 surface centers. For Mo
5+

 the peaks are displaced around -1.80 eV, and for Mo
4+

 -3.0 eV. 

We calculated the theoretical XPS displacement obtaining values of -0.94 eV and -1.29 eV for 

Mo
5+

 and Mo
4+

, respectively. As shown in Figure 4c increasing vacancy concentrations would 

have a dramatic effect on the shape of the XPS spectra.  

The ability of the Mo centers to reach different oxidation states can have implications in the 

chemistry of the oxide. To analyze this we have calculated the adsorption for two key species in 

the Formox (methanol to formaldehyde) process.
30

 While methanol adsorbs through the hydroxyl 

to the Mocus by -1.55 eV in both Mo
4+

 and 2xMo
5+

; formaldehyde bonds to both Mocus and an Ob 

by -1.60 and -1.83 eV for the Mo
5+

 and the Mo
4+

 centers, respectively (see Figure SI3). The 

single-site adsorption by lone pair donation of methanol is rather independent of the oxidation 

state of the metal atom. In contrast, the covalent bifunctional coordination of formaldehyde 
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perturbs the structure (2xMo
5+

 the Mocus-Ob-Mo angle changes from 160º to 155º upon 

adsorption but does not affect Mo
4+

) thus the adsorption energies for the electronic 

configurations are different. 

 

In summary, a reaction-thermodynamics adapted PBE+U scheme has been employed to 

describe the nature of vacancies in -MoO3(010). The removal of terminal oxygens generates 

two different configurations: the ground state configuration is two Mo
5+

polarons, separated by 

0.2 eV of the metastable configuration with a single Mo
4+

. The interconversion is possible 

through polaron hopping, and at relevant catalytic temperatures the relative populations are 93:7. 

Therefore, complex spectroscopic patterns observed for this material might be due to different 

population of ground and metastable states that correspond to a unique type of atom deficieny. 

This might have implications in the electronic and transport properties, Magnéli phase formation 

and chemical properties as, the adsorption from the different states can be different and the 

phenomenum will appear for oxides in which the cations can adopt multiple low oxidation states. 

 

COMPUTATIONAL METHODS 

The Vienna ab Initio Simulation Package (VASP), version 5.3.3, was used to perform the 

Density Functional Theory (DFT) calculations on slabs models.
48-49

 PBE
50

 with Grimme’s 

semiempiric D2
51

 and U approximation
34

 (PBE+U-D2) and BEEF-vdW
52

 that contains vdW-

DF2
53

 nonlocal correlation energy were used in the benchmark. In addition, single points with 

the hybrid HSE06 functional were performed at PBE+U geometries with Ueff = 0, 3.5 and 7.0 

eV.
54-55

 The core electrons were described by the projector-augmented wave (PAW) 

pseudopotentials,
56

 (with 14 valence electrons for Mo atoms) and valence ones were expanded in 
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plane waves with a kinetic cut-off energy of 450 eV. Spin polarization was taken into account in 

all cases. 

The bulk was optimized for the PBE functional with a 11x3x11 k-point mesh and a cut-off 

energy of 600 eV and employed in all calculations. The (010) surface containing two bilayers 

was cleaved and benchmark calculations were performed on a (2x2) supercell with a 5x5x1 k-

point sampling. Vacancy formation was studied on a (2x2), (3x3), (2x3), and (3x2) supercell 

with a 3x3x1, 5x5x1, 5x3x1 and 3x5x1 k-point sampling respectively. HSE06 single point 

calculations were performed with 3x3x1 k-point mesh for the (2x2) supercell and -point 

sampling for (3x3) supercell. During the optimizations, the upper bilayer and adsorbates were 

relaxed except stated otherwise. A vacuum gap of 15 Å was added to prevent the interaction 

between slabs together with the dipole correction.
57

 Complementary, the first principles 

Molecular Dynamic run was performed in the Born-Oppenheimer approximation on a (2x2) 

supercell with one vacancy defect at 300ºC during 10 ps, with 2 ps of equilibration. The most 

relevant structures have been added to the ioChem-BD database
58

 and can be consulted in the 

following link.
59
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A mechanism for the selective epimerization of the
glucose mannose pair by Mo-based compounds:
towards catalyst optimization†

M. Rellán-Piñeiro, a M. Garcia-Ratés b and N. López *a

The selective C2 epimerization of the glucose/mannose pair on a set of Mo-based catalysts was studied

by means of density functional theory. The process, known as the Bilik reaction, encompasses a 1,2

C-shift of the C3 centers at the sugars. Molybdic acid was initially proposed as a catalyst in this reaction,

and recent experimental studies have shown that the polyoxometalate (POM) Keggin cluster H3PMo12O40

also presents a good performance. In the present work, we propose a reaction mechanism for the epi-

merization on the Keggin cluster with different heteroatoms and extend it to a larger POM, H6P2Mo18O62,

and the continuous α-MoO3(010) surface. We have found that in the transition state corresponding to the

1,2 C-shift the Mo center acts as an electron buffer that promotes the transformation of the aldehyde

group in C1 into an alkoxy group and the C2 alkoxy into an aldehyde group. As a consequence, the activity

of Mo-containing compounds can be traced back to the reducibility of the Mo center and a simple micro-

kinetic model illustrates that this descriptor generates an activity volcano. This allows the identification of

a new POM that shall be 4.7 times more active than the parent compound. We have thus shown that con-

tinuum models linking the properties of molecular cluster-like catalysts and oxide surfaces can be derived

and this paves the way towards a unified theory in catalysis.

Introduction

Obtaining compounds with controlled chirality is a challenge
to develop platform chemicals from biomass. Some of the
target compounds could be easily generated from sugars but
in some cases the natural abundance of the parent sugar is
relatively small (rare sugars) whereas their epimers are widely
abundant. The chemical toolbox now allows epimerization
reactions,1 that is, the rearrangement of a single stereogenic
center in a molecule that contains several of them.2 In nature,
epimerases catalyze this reaction at multiple carbon positions
providing a high specificity for products,3,4 but their transfer to
the industrial scale suffers from the very specific conditions of
temperatures and pH as well as difficult recycling.5 Therefore,
there is a need to develop inorganic catalysts that can allow the
successful epimerization avoiding these drawbacks.

Lobry de Bruyn–Alberda van Ekenstein observed that
during the isomerization of aldoses to ketoses promoted by a

base, epimers were obtained as byproducts.6 Lewis acids like
Ni+2 diamines in methanol are active and the equilibrium is
reached only in 5 min at 60 °C.7,8 However, the catalyst is
complex and the reactivity is limited by the low solubility of
sugars in methanol.9 Other Lewis acids like metal(III) chlorides
(CrCl3, AlCl3, InCl3, LaCl3, DyCl3, and YbCl3) epimerize
glucose to fructose, giving mannose as a secondary product.10

Alternatively, the Sn-Beta zeolite has also been proposed as an
active catalyst for epimerization; framework Sn sites are active
in methanol,11 and partially hydrolyzed Sn sites catalyze the
reaction when Na+ is added to the reaction media.12 Borate
salts also activate the Sn-Beta zeolite for epimerization reac-
tions.13,14 Mechanistic investigations by 13C and 1H NMR
showed that epimerization proceeds via 1,2 C-shift and, in
some cases, also by C1–C2 hydride transfer. Generally, these
catalysts perform the reaction via the coordination of the sugar
to only one metal center.

However, the most prominent inorganic catalysts are based
on Mo. Mo-Catalysts have found several applications in
biomass conversion and, most recently, also when employed
as single atoms or small clusters.15–21 In the 1970s, Bilik and
coworkers22 reported the epimerization of aldoses at the C2-
position catalyzed by molybdates under acidic conditions and
gave name to the reaction.23 In their experiments, the thermo-
dynamic equilibrium between the aldose pair was reached
after 3 h at 90 °C, and the reaction was quite neat. In 1982,

†Electronic supplementary information (ESI) available. See DOI: 10.1039/
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NMR-based mechanistic studies24 with labeled 13C1 and 13C2

aldoses showed a stereospecific carbon-skeleton rearrange-
ment during the reaction formally leading to the C2 epimeriza-
tion by C1–C2 carbon shift (Scheme 1).

The mechanistic studies with molybdates24–26 indicate that
the reaction is intramolecular and takes place through the
open form of the aldose. The accepted molecular mechanism
presented in Scheme 2 requires two Mo-centers to occur. The
hydrated aldose coordinates through the four hydroxyl groups
C1–C4 (the oxygen atoms on C1 and C4 are attached to Mo
atoms, while the oxygen atoms on C2 and C3 form a bridge
between Mo).23,27 Then, in the transition state, the C3–C2

breaks while C3–C1 is simultaneously formed. This process is
accompanied by the dehydration of C1 and hydration of C2.
The chain rearrangement leads to the inversion of configur-
ation in C2 obtaining the epialdose-dimolybdate complex. The
presence of a terminal aldehyde group and hydroxyl groups in
C2 and C3 is essential, and the alcohol group is not needed in
position C4, although it enhances the rate. Using Density
Functional Theory, DFT, only the epimerization step has been
studied with Mo oxide dimers and tetramers and due to rigid-
ity, the former was found to be better for this elementary
step.28

Molecular oxides, like the molybdenum-based polyoxometa-
late (POM) H3PMo12O40, are also active and highly selective cat-
alysts, more than 90%, in aqueous solution and acid media
(pH = 2.5–3.5).19 By 13C NMR the C1–C2 carbon shift reported
in the Bilik reaction was found and XPS identified electron
transfer from glucose to the Mo octahedra units. The kinetic
studies reported apparent activation barriers between 95 and
100 kJ mol−1, thus slightly lower than those reported for
molybdic acid, 126 kJ mol−1.29 More importantly, the catalyst

was stable under reaction conditions and could be recycled.
Later, this catalyst was employed to transform glucose to
mannose in aqueous solution as the first step to obtain manni-
tol,30 and POM overperformed bulk molybdenum oxide, which
suffered complete leaching. Other closely related applications
like tandem reactions for the production of alkyl lactates from
ketohexoses31 in ethanol have been identified on bulk MoO3.
Finally, niobium molybdates (LiNbMoO6 and HNbMoO6) have
been proposed as heterogeneous catalysts for the reaction.32

In this work, we study by first principles methods the epi-
merization reaction of glucose to mannose catalyzed by
different Mo oxide species including two POMs:33 the Keggin34

H3PMo12O40 (with a set of different heteroatoms), the
Dawson H6P2Mo18O62 clusters and the bulk material
α-MoO3(010),

17 both as pristine and defective surfaces. We
propose a mechanism for the Bilik reaction which explains the
experimental observations and requires a single center.
Finally, we have found that the reducibility of the Mo reaction
centers is the unique descriptor for the activity of Mo oxides
irrespective of their molecular or continuous nature.

Computational methods

Density Functional Theory (DFT) calculations were carried out
with the 5.3.3 version of Vienna ab initio simulation package
(VASP) for the molecular and continuous Mo-based cata-
lyst.35,36 The Perdew–Burke–Ernzerhof (PBE) functional37 was
chosen to describe the exchange correlation energy. To cor-
rectly describe the on-site Coulomb interactions of localized
4d electrons of molybdenum atoms the Hubbard U correc-
tion,38 Ueff, with a value of 3.5 eV was introduced. The Ueff

value was optimized to reproduce the correct reaction energy
and electron localization for the dissociative H2 adsorption.
Gaussian smearing with smearing parameter σ = 0.1 eV was
used. The van der Waals contributions were accounted for
with Grimme’s semiempirical vdW-D2 correction.39 Projector-
augmented wave (PAW) pseudopotentials40 were used to
replace the inner electrons. The kinetic cut-off energy to
expand the valence electrons in plane-waves was set to 450 eV
and spin polarization was taken into account.

For all the molecules present in this study, including poly-
oxometalates, HnXMo12O40, a 19.5 × 20 × 20.5 Å3 box was used.
For the H6P2Mo18O62 cluster the simulation box volume was

Scheme 1 Schematic representation of the epimerization of glucose to
mannose. The carbons where the rearrangement occurs are marked in
colors illustrating the chiral nature of the C2 positions.

Scheme 2 Accepted mechanism for the epimerization of aldose pairs, Bilik reaction, catalyzed by molybdic acid. Adapted from ref. 23.
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increased to 25.5 × 25 × 24.5 Å3. All cells were large enough to
avoid the interaction between structures of neighboring unit
cells, which were sampled at the Gamma point. All atoms were
allowed to relax. Benchmark calculations for these settings
were done with the Gaussian code obtaining very similar
values, see Table SI1.† A slab model was used to test the reac-
tivity on the α-MoO3(010) surface. A (3 × 3) supercell contain-
ing two bilayers with 3 × 3 × 1 k-point sampling was con-
sidered. The upper bilayer and adsorbates were relaxed. A
vacuum gap of 15 Å was added between slabs. The use of asym-
metric slabs causes spurious terms, which were avoided with
the use of a dipole correction along the z axis.41 The reaction
path was tested both on the clean surface and on the terminal
oxygen, Ot, defective surface with one vacancy per supercell.
The climbing image nudged elastic band (CI-NEB)42,43 method
was used to find the transition states, which were then refined
with the improved dimer method (IDM).44,45 A vibrational ana-
lysis was applied to confirm all the minima and saddle points,
and all energies were corrected by ZPVE. Solvation was
included for [H3−nPMo12O40]

−n, n between 0 and 3, through
the VASP-MGCM continuum model46,47 for an aqueous
environment. To balance the charge of the Keggin cluster a
cation with the equivalent valence Rb+1, Sr+2 or Y+3 was added
to the system. To minimize spurious electrostatic interactions
the distance between the anion and the cation was set to its
maxima within the box. For the three systems the multiplicity
of the POM was singlet. All the structures are published in the
ioChem-BD database48 and can be retrieved in ref. 49.

Results

The energy profile for the epimerization reaction starting by
open glucose was calculated for the reaction on H3PMo12O40,
H6P2Mo18O62 and the pristine and defective α-MoO3(010) sur-
faces. The structures of these compounds are shown in Fig. 1.

All Mo centers of deprotonated [PMo12O40]
3− and pristine

α-MoO3(010) surfaces are equivalent whereas H6P2Mo18O62 has
two different Mo environments (labelled as 1 and 2 in Fig. 1b).
The molybdenum atoms in these three catalysts present a
formal oxidation state of +6. In the defective α-MoO3−x(010)
surface two Mo+6 centers are reduced to Mo+5.50–52

The coordination environments of the Mo centers in
H3PMo12O40 do not allow the two center glucose coordination
observed in glucose-dimolybdate complexes.23,27 Glucose coor-
dinates to a single Mo, thus being similar to metal chlorides,10

which results in the mechanism and reaction profiles shown
in Fig. 2. Detailed reaction energies and energy barriers are
shown in Table SI2;† and geometric parameters are provided
in Table SI3.† Reaction free energy profiles including
vibrational terms are shown in Fig. SI2.†

The overall reaction is almost thermoneutral, with the for-
mation of mannose slightly favored by 0.09 eV. The barrier for
non-catalyzed gas-phase epimerization of glucose to mannose
is 1.37 eV. For H3PMo12O40, the open form of the glucose is
dissociatively adsorbed on a Mo center (R1) through the TSdiss.
In the adsorbed state, Gdiss, the hydroxyl group of C2 is
bonded to a Mo center whereas the C1-aldehyde group inter-
acts with the same Mo center forming a bidentate complex.
This step is endothermic by 0.57 eV, with an activation barrier
of 1.04 eV. Although glucose adsorption through other
hydroxyl groups is possible, Fig. SI3,† it will not lead to the
desired reactivity. The adsorbed glucose undergoes 1,2 C-shift
(R2) through TSepim where the C2–C3 bond is broken and C1–C3

is simultaneously formed. Concomitantly the C1 aldehyde trans-
forms into an alkoxy group and C2 alkoxy into an aldehyde
group. The corresponding final state is the dissociated
mannose, Mdiss, bonded to the Mo center through the oxygen of

Fig. 1 Mo-Based systems where the Bilik reaction was investigated: (a)
Keggin POM H3PMo12O40; (b) Dawson POM H6P2Mo18O62, two different
types of Mo centers are indicated by 1 and 2; (c) α-MoO3; (d) α-MoO3−x.
Mo atoms in green, O in red, P in orange and H in white.

Fig. 2 (a) Proposed mechanism10 for the epimerization reaction on
H3PMo12O40. (b) Optimized structures for reaction on H3PMo12O62. (c)
Reaction profile for the Bilik reaction for glucose on H3PMo12O40,
H6P2Mo18O62, α-MoO3(010) and α-MoO3−x(010). Dehydration step on
α-MoO3−x(010) is represented by the blue line.
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the alkoxy group of C1, with the aldehyde group of C2 also
interacting with the same Mo center. The forward energy
barrier is 0.99 eV. Finally, the proton is transferred back to Mdiss

driving the associative desorption (R3) of the mannose through
TSasso. This process is exothermic by 0.64 eV with a barrier of
0.40 eV.

The reaction mechanism starts with the open form of the
glucose, but in water aldoses are mainly in their ring configur-
ations. The presence of Mo-based compounds in reaction
media can catalyze glucose opening, see Fig. SI4.†

The Dawson cluster has two different Mo positions,
Fig. 1b. Position 1 exhibits a better performance in both,
binding and energy barriers for the reaction and, therefore,
only the reactivity at this site will be discussed. The dissocia-
tive adsorption of glucose (R1) is endothermic by 0.75 eV, and
the barrier is 1.07 eV. The 1,2 C-shift step (R2) is nearly ther-
moneutral, with Mdiss formation slightly favored by 0.05 eV.
The energy barrier is 1.10 eV and the associative desorption of
mannose (R3) is exothermic, −0.79 eV, with a small barrier
of 0.31 eV.

We extended the reaction path calculated for POMs to the
bulk α-MoO3 on the pristine and defective (010)
surfaces.15–18,21 The mechanism on the regular surface follows
that found for POMs. However, the first step is only slightly
endothermic by 0.20 eV, with a relatively low barrier of 1.17 eV.
The reaction energy for the epimerization step is −0.04 eV,
practically thermoneutral, and the forward activation energy is
0.94 eV. The desorption of mannose is exothermic, with a reac-
tion energy of −0.24 eV and a barrier of 0.85 eV. Oxides might
lose oxygen and thus the reaction on the reduced surface
needs to be investigated. Unlike the Mo+6 centers, glucose
adsorption on the Mo+5 center of α-MoO3−x(010) through the
–OH group of C2 is non-dissociative, and it is highly exother-
mic, −1.26 eV. The adsorbed glucose is dissociated by transfer-
ring the hydrogen atom of the interacting –OH group to a
neighboring Ot. This –OH dissociation is slightly endothermic
by 0.14 eV. The energy barrier to this step is 0.53 eV. Most
likely, this step corresponds to a proton coupled electron trans-
fer as the images along the path belong to two different elec-
tron localizations. Again, the 1,2 C-shift step is close to ther-
moneutral, −0.04 eV, and its barrier is 0.87 eV. After this step,
the hydrogen is transferred back from the surface to the
mannose oxygen bonded to the Mo center. This process is
exothermic by 0.23 eV with an energy barrier of 0.55 eV.
Desorption of the mannose molecule formed in this step is
highly endothermic, with a reaction energy of 1.40 eV.
However, defective MoO3−x has been reported as an active cata-
lyst for the hydrodeoxygenation (HDO) of oxygenated com-
pounds as alcohols and polyalcohols through the breaking of
C–O bonds.15,16,18 Glucose has five –OH groups that could
undergo HDO. We have calculated the dehydration step for the
–O5H group of glucose obtaining an energy barrier of 1.01 eV,
Fig. SI5.† Similar values are expected for the other –OH
groups. This result compromises the selectivity for epimeriza-
tion on the defective MoO3−x(010) surface towards dehydrated
compounds and discards it as a catalyst for the reaction.

Theory also explains why in experiments vicinal hydroxyl
groups have an important effect on the epimerization reac-
tion.23 In our path, the relevance of the C2 alcohol group is
evident, since it takes part directly in the mechanism, as
glucose adsorbs on the Mo center through this alcohol group
and its transformation into a ketone allows the chain
rearrangement. In order to study the influence of –O3H and
–O4H groups, we calculated the intermediates and transition
states for the 1,2 C-shift step for glucoses without these groups
on H3PMo12O40. The energy profile of this step for three
systems is shown in Fig. SI6.† The presence of –O3H and –O4H
has a weak influence on the adsorption energy of molecules;
they are between 0.47–0.57 eV for the three systems. However,
the energy barriers increase from 0.99 eV, with glucose, to 1.08
eV without –O4H and to 1.23 eV without –O3H, in agreement
with the experiments with molybdates,24 Table SI4.† Although
these –OH groups do not play a direct role in the interaction
with the POM, the presence of –O3H has a great influence on
the stabilization of the transition state. In the adsorbed
glucose the C3–O3 bond distance is 1.413 Å. This distance is
reduced to 1.350 Å at the transition state, indicating the for-
mation of a partial double bond C3GO3H that stabilizes the
transition state. This effect could also be present in the reac-
tion catalyzed by molybdates. In adsorbed glucose a hydrogen
bond is formed between –O3H and –O4H with a distance of
2.432 Å. In the transition state structure, C3 has partial sp2 geo-
metry reducing this distance to 2.259 Å, thus stabilizing the
structure. In adsorbed glucose without –O4H, the –O3H group
forms a strong hydrogen bond with the –O5H group with a dis-
tance of 1.800 Å. In contrast, for glucose, this distance
increases to 2.000 Å at the transition state due to the geometry
change in C3, increasing the activation energy. Thus, com-
puted results explain previous experimental observations for
molybdates.

The reaction is carried out in aqueous solution, and we
have investigated the influence of the solvent only for the
H3PMo12O40 system. In gas-phase, the dissociative adsorption
of sugars involves high energy barriers, but the presence of
water molecules acting as hydrogen shuttles reduces this
barrier to 0.54 and 0.55 eV for glucose and mannose, respect-
ively, Fig. SI7.† In addition, in aqueous solution the Keggin
cluster has a high solubility and is fully dissociated.53 We have
investigated how deprotonation and solvation affects the 1,2
C-shift. Binding energy for dissociated glucose and mannose
and the energy barrier for this elementary step on solvated
[HnMo12O40]

3−n are shown in Fig. 3 and Table SI5.† The disso-
ciative binding energy of glucose and mannose on solvated
H3PMo12O40 is not affected by the presence of water. However,
the energy barrier for 1,2 C-shift is reduced by 0.24 eV. This is
due to the polarity of water that stabilizes the transition state
structure. Binding and activation energies for 1,2 C-shift
increase almost linearly with the overall charge of the deproto-
nated POMs, Fig. SI8,† the binding energy ranging from 0.57
to 1.05 eV and the activation barrier from 0.79 to 1.00 eV. The
presence of a polar solvent smoothed this effect by the stabiliz-
ation of the charge. The completely deprotonated POM,
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[PMo12O40]
−3, has an energy barrier for the epimerization

elementary step of 1.00 eV, very similar to the barrier calcu-
lated for H3PMo12O40 in gas phase. Geometrical details are
shown in Table SI6.† In order to have a better understanding
of the role of the solvent in this step we performed a set of cal-
culations with one and two explicit water molecules, Fig. SI9
and Table SI7.† One water molecule was adsorbed on the –OtH
group bonded to the Mo reactive center through a hydrogen
bond, the water molecule being the hydrogen donor. The pres-
ence of this water molecule reduces the activation energy by
0.12 eV. This water molecule weakens the Ot–Mo bond allow-
ing a better stabilization of the transition state. Alternatively, if
the water molecule is placed between –O3H and –O4H, being
the hydrogen acceptor of –O3H and the donor for –O4H, the
activation energy is reduced by 0.10 eV as water assists the for-
mation of the partial double bond C3GO3H. We also calculated
the system including simultaneously these two water mole-
cules, and then the activation energy is reduced by 0.19 eV,
and thus the value is very similar to that calculated with the
solvation VASP-MGCM model.

Finally, we tested the influence of the heteroatom in the
HnXMo12O40 (X = P, As, Si, Ge) in the 1,2 C-shift elementary
step. It is reported that the heteroatom does not participate
directly in the reactivity, but these heteroatoms present
different formal charges and thus induce different charge dis-
tribution over the POM structure which finely tunes the redox
properties of the POM framework.54,55 Intermediates and tran-
sition states on HnXMo12O40 (X = S, P, As, Si, Ge) for this
elementary step have been calculated. Energy profiles for this
step are shown in Fig. SI10.† As is shown in Table 1 the hetero-
atom has a relatively mild influence. Binding energies range
from 0.51 to 0.67 eV for glucose, and between 0.49 and 0.62 eV
for mannose, see Tables SI8 and SI9.† Energy barriers for the
glucose to mannose epimerization are between 0.95 and 1.07
eV. Binding and activation energies increase with the number
of valence electrons in the heteroatom, and, for a given
valence with the heteroatom size.

The lowest energy barriers for the epimerization step are on
solid α-MoO3(010), both pristine and defective surfaces. This

energy barrier on α-MoO3−x(010) is 0.09 eV lower than that on
α-MoO3(010) and 0.16 eV lower than that on H3PMo12O40.
However the adsorption energies of glucose and mannose on
α-MoO3−x(010) are highly exothermic, −1.26 and −1.40 eV
respectively, and therefore, the desorption of glucose/mannose
is the most energy demanding step. α-MoO3(010),
H3PMo12O40, and H6P2Mo18O62 have similar energy barriers
for the dissociative adsorption of the glucose/mannose pair,
Fig. 2. However, the binding energies of dissociated molecules
and the energy barrier for the epimerization step increase in
the order: α-MoO3(010) < H3PMo12O40 < H6P2Mo18O62.

As stability seems to be an issue for the Mo-based catalyst,
we have investigated the thermodynamic stability of crystalline
structures in terms of their cohesive energy, i.e. the energy
required to separate the crystalline material into isolated mole-
cular units. We have calculated the cohesive energy for
[PMo12O40]

−3, the POM species present in aqueous solution,
and for bulk α-MoO3 in order to compare their stabilities. The
monomer molybdic acid, H2MoO4, was used as a reference, as
it is the smallest molybdenum compound present in aqueous
solution. The dissolution of MoO3 and [PMo12O40]

−3 can be
written as:

nMoO3 þ nH2O ! nH2MoO4 ð1Þ

½PMo12O40��3 þ 12H2O ! 12H2MoO4 þ PO4
3� ð2Þ

The calculated cohesive energies are 1.06 eV per MoO3 for
bulk α-MoO3, and 1.78 eV per MoO3 for [PMo12O40]

−3. This
higher thermodynamic stability of the POM is due to the
electrostatic interactions between the encapsulated anion and
the Mo12O36 framework that makes it stable against leaching
in aqueous solution. The same strategy is used for the stability
of layered niobium molybdates where the presence of Li+ or H+

atoms in the interlayer region has a similar effect as the encap-
sulated ion in POMs, avoiding leaching in aqueous solution by
improving electrostatics.32

Discussion: descriptor analysis

Direct deprotonation of the POM affects the MoO-framework
charge and similarly POMs with different heteroatoms present
slightly different MoO-framework charges due to the charge

Fig. 3 Charge effects in the binding, BE, and activation energies, Ea,
both in eV, for the 1,2 C-shift step at the Keggin cluster including sol-
vation effects. Solvated POMs and solvated open form of glucose as
reference.

Table 1 Binding energy, BE, in eV, of glucose and mannose on
HnXMo12O40 (relative to gas-phase glucose and POM), activation energy,
Ea, eV, for 1,2 C-shift, and Bader analysis of the charge transfer from the
heteroanion to the Mo12O36 skeleton

X BE (G) BE (M)
Ea TSepim
(G → M)

Formal
charge
XO4

n−

Bader
charge
XO4

n−
Transferred

charge

S 0.51 0.49 0.95 −2 −1.61 −0.39
P 0.57 0.55 0.99 −3 −2.23 −0.77
As 0.61 0.57 1.00 −3 −2.19 −0.89
Si 0.65 0.59 1.02 −4 −2.72 −1.28
G 0.67 0.62 1.07 −4 −2.69 −1.31
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transfer between the anions and the MoO6 POM units, see
Table 1 and Table SI10.† Binding energies and the energy
barrier for the 1,2 C-shift increase linearly with the POM MoO-
framework charge, Fig. SI11.† The reduction potentials follow
a similar trend as they decrease linearly with the degree of
deprotonation.55–57

Analyzing our reaction network we find that during 1,2
C-shift the C1 aldehyde group is transformed into an alkoxy
group and a C2 alkoxy group in an aldehyde group allowing
the carbon chain rearrangement. Thus, the large electronic
rearrangement in this step has been investigated by calculating
the charge density difference of the TSepim with respect to the
[C6H11O6]

− anion and the protonated POM. This difference is
shown in Fig. 4a illustrating the charge depletion from the
lone pair of the isolated glucose and accumulation at the Mo
center. This result indicates that Mo reducibility58,59 is the con-
trolling factor in the reaction. However, the direct calculation
of single atom reducibility on the surface of MoO3 is elusive
and thus alternatives are needed.

Iglesia et al. have proposed the H-atom addition energy
(HAE) as the descriptor for C–H activation for methanol oxi-
dation on Keggin clusters60,61 (other geometric and electronic
parameters are discussed in descriptors58,59 in Table SI11†).
We used this parameter for glucose epimerization. HAE is cal-
culated as the energy to add a hydrogen atom to an oxygen on
the catalyst:

HAE ¼ EcatþH• � Ecat ð3Þ

This descriptor combines both the reducibility of the
metal center, by the addition of an electron, and the basicity
of the oxygen atom, as a proton is retained on a neighboring
oxygen. To minimize the influence of the different basicities
of Mo-neighboring O atoms several O atoms were sampled,
always ensuring that electron localization occurs at the
desired center. The catalysts in the analysis were HnXMo12O40

(X: S, P, As, Si, Ge), H6P2Mo18O62, α-MoO3(010) and
α-MoO3−x(010). The results shown in Fig. 4b and c indicate
that both the reactant (product) adsorption and the acti-
vation energy for the 1,2 C-shift elementary step depend on
the HAE.

In addition, for POMs the reducibility can be extracted from
the previous calculations as follows:

Red ¼ HAE� ðEcatþHþ � EcatÞ ð4Þ

where the second term eliminates the contribution from the
basicity. As is shown in Fig. SI12† adsorption and activation
energies correlate with the reducibility for the six studied
POMs, showing how a higher reducibility results in a lower
energy barrier. Thus, the redox properties of the catalyst are
ultimately responsible for catalytic behavior, and reducibility
is the single descriptor that correctly defines adsorption and
activation energies for this process. The electronic descriptor
has two advantages: (i) it maps the geometry of the Mo–O dis-
tance (Fig. SI13†) and more importantly (ii) it is very easy to

measure experimentally as cyclic voltammetry could easily
determine the reducibility.62

A microkinetic model was built in order to obtain the
analytical equation for the reaction rate. The energies for the
adsorption and 1,2 C-shifts are obtained from the linear fittings
in Fig. 4b and c. From the reaction profile (Fig. 2) the epimeriza-

Fig. 4 (a) Structure of TSepim for H3PMo12O40 (left) and TSepim charge
density difference (right). The charge density difference was calculated
with respect to the anion [C6H11O6]

− and cation (H4PMo12O40)
+ at the

TSepim geometry; same color code as Fig. 1. Blue color means depletion of
charge density and yellow color means accumulation. (b) Binding energy,
BE, of dissociated glucose and mannose as a function of HAE. Eads(G) =
−2.72 HAE − 10.08 eV, R2 = 0.96, MAE = 0.03 eV. Eads(M) = −2.65 HAE −
9.74 eV, R2 = 0.93, MAE = 0.03 eV. Adsorption on defective MoO3−x(010)
surface is not included in the fittings. (c) Activation energy, Ea, of TSepim as
a function of HAE. Ea(G → M) = −0.79HAE − 2.06 eV, R2 = 0.88, MAE =
0.02 eV. Ea(M→ G) = −0.81HAE − 2.13 eV, R2 = 0.81, MAE = 0.03 eV.
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tion step is the rate-determining step and using the quasi-equi-
librium approximation the reaction rate can be expressed as:

r ¼ k2KG½G�ð1� M½ �
Kglobal G½ �Þ

1
1þ KG G½ � þ 1

KM
½M� ð5Þ

where Ki are the adsorption constants for glucose and
mannose, i = G, M; k2 is the coefficient for 1,2 C-shift (R2)
starting from glucose, Kglobal is the constant for the epimeri-
zation reaction, and [M] and [G] are the corresponding con-
centrations of glucose and mannose. Dissociative adsorption
and 1,2 C-shift energy barrier can be written in terms of the
HAE. At 100 °C, for [G]i = 1 M and a conversion of 10% the
reaction rate shows a volcano shape with the maximum
placed in HAE = −3.72 eV, with TOF = 10.1 s−1. In Fig. 5 the
normalized reaction rate is plotted as a function of the HAE.
The calculated rate for the defective surface is displaced from
the rate fitting, as its adsorption energy does not adjust to
the linear fitting. Pristine and defective MoO3 surfaces are
placed in a shadow zone, indicating that they present drawbacks
for epimerization reaction; low stability in aqueous solution30–32

or selectivity. Therefore, H2SMo12O40 is the best catalyst for epi-
merization, and overperforming the activity of H3PMo12O40.
Calculated apparent activation energy using the reaction rate
obtained from eqn (5), for H3PMo12O40 is 1.04 eV, in good agree-
ment with experimental value: 0.99 ± 0.04 eV.19 The apparent
activation energy calculated for H2SMo12O40 is 1.00 eV,
Fig. SI14.† The plot shows a narrow zone of reducibility where
the Mo-based catalysts are active for epimerization. POMs are
placed in the upper end of this zone and, therefore, a more
active catalyst could be developed.

Conclusions

We have identified the mechanism behind the epimerization,
the Bilik reaction, in the glucose/mannose pair on Mo-con-

taining catalysts. The mechanism encompasses the adsorp-
tion of the aldose, the 1,2 C-shift and the recombination for
desorption of the product. The same mechanism is valid for
molecular and surface Mo oxides and no significant differ-
ences are found for the heteroatom or the curvature of the
surface. The descriptor for the reaction corresponds to the
reducibility of the Mo atoms on the surface/molecular cata-
lyst that plays a crucial role in the 1,2 C-shift. When the reac-
tion is written in terms of the HAE-descriptor (H addition
energy) it is possible to optimize the composition thus indi-
cating the most active system. The molecular catalyst also
presents an excellent behavior in terms of the stability due to
the electrostatic interaction between the heteroatom anion
and the MoOx shell. The bulk oxide shows a low cohesive
energy. However, electrostatic interactions between the
charged heteroatom unit and the Mo12O36 layer are larger
which indicates the preeminent stability of the molecular
catalyst. Finally, a more active POM, H2SMo12O40, is
proposed.
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Table S1. Crystal structure and corresponding bulk parameters and comparison to 

experiments. Distances in Å. 

System  Crystal group a b c 

α-MoO3 
PBE-D2 Pbnm 3.921 14.480 3.708 

Exp. Pbnm 3.962 13.855 3.699 

MoO2* 
PBE P21/c 5.612 4.923 5.692 

Exp. P21/c 5.611 4.856 5.629 

r-MoO2 PBE P4/mnm 4.966 4.966 2.732 

   *Angle β
PBE

=120.7º and β
Exp

=121.0º 

Table S2. Surface energies for -MoO3(010) and MoO2 (110) surfaces, in eV/Å
2
. 

 α-MoO3(010) r-MoO2(110) 

 0.009 0.103 

 

Figure S1. Structures of MoO6 distorted octahedra for (a) α-MoO3 and (b) r-MoO2. 
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Table S3. Bond distances, in Å, between Mo and O in MoO6 distorted octahedra for r-

MoO2 and α-MoO3. 

 

α -MoO3(010) 

Oxygen Nº Coord. d (Mo-O) 

Ot 1 1 1.701 

Ob1 1 2 2.176 

Ob2 1 2 1.774 

O3c1 2 3 1.954 

O3c2 1 3 2.402 

 

 

r-MoO2 

Oxygen Nº Coord. d (Mo-O) 

Oa 2 3 1.986 

Ob 4 3 2.047 

 

 

Figure S2. Projected Density of States for α-MoO3 and r-MoO2 systems. 
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Figure S3. Relaxed structures of reduced α-MoO3(010). Vacancies are placed in surface 

and subsurface positions.  

 

 

 

Table S4. Adsorption energies, Eads, in eV, of CH3OH, CH2O and CO for all surfaces of 

this study.  

 CH3OH CH2O CO 

-MoO3(010) -0.25 -0.05 - 

-MoO3(010)-□ -1.16 -1.44 -1.21 

r-MoO2(110) -2.06 -2.38 -1.30 

r-MoO2(110)- Ocus -1.85 -2.29 -1.27 

r-MoO2/MoO3 -0.22 -0.27 - 

Fess-MoO3 -0.47 -0.01 - 

Fess-MoO3-□ -1.44 -1.40 - 

Fes-MoO3-Mo□ 0.02 -0.89 - 

Fes-MoO3-Fe□ -1.07 -1.24 - 
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Table S5. Adsorption energies, Eads in eV, for CH3OH and CH2O on α-MoO3(010), α-

MoO3-□(010) and r-MoO2(110) with different cut-off energies. 

 α-MoO3(010)  α-MoO3-□(010)  r-MoO2(110) 

Cut-off eV CH3OH CH2O  CH3OH CH2O  CH3OH CH2O 

400 -0.27 -0.05  -1.18 -1.46  -2.07 -2.39 

450 -0.25 -0.05  -1.16 -1.44  -2.06 -2.38 

500 -0.26 -0.05  -1.17 -1.44  -2.06 -2.37 

600 -0.26 -0.05  -1.16 -1.44  -2.06 -2.38 

700 -0.26 -0.06  -1.17 -1.45  -2.06 -2.38 

 

Table S6. Reaction energies, ΔE, for CH3OH and CH2O oxidations in all systems. 

Energies in eV. 

System Reaction E 

α -MoO3(010) CH3OH  → CH2O + H2O 1.53 

α -MoO3(010)-□ CH3OH  → CH2O + H2 1.34 

r-MoO2(110) CH3OH  → CH2O + H2O 1.97 

r-MoO2(110) -Ocus CH3OH  → CH2O + H2O 1.78 

r-MoO2/MoO3 CH3OH  → CH2O + H2O 1.14 

Fess-MoO3(010) CH3OH  → CH2O + H2O 0.12 

α -MoO3(010) CH2O  → CO + H2O 0.78 

α -MoO3(010)-□ CH2O  → CO + H2 0.59 

r-MoO2(110) CH2O  → CO + H2O 1.23 

r-MoO2(110) -Ocus CH2O  → CO + H2O 1.03 

r-MoO2/MoO3 CH2O  → CO + H2O 0.39 

Fess-MoO3(010) CH2O  → CO + H2O -0.63 
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Table S7. Reaction energies, E, activation barriers, Ea, and imaginary frequencies for 

the transition states, i, for all the reactions in this study. Energies in eV and frequencies 

in cm
-1

. 

α-MoO3(010) 

Reaction ΔE Ea νi 

CH3OH+*→CH3OH* -0.25 - - 

CH3OH*+*→CH3O*+OH* 0.38 1.13 941 

(A) CH3O*+*OH→CH2O*+H2O* -0.33 1.04 667 

(A) CH2O*+ H2O*→CH2O+H2O* 0.83 - - 

(A) CH2O+*H2O→CH2O+H2O 0.90 - - 

(B) CH3O*+*OH→CH2O*+2OH* 0.00 1.30 1245 

(B) CH2O*+*2OH→CH2O+2OH* 0.28 - - 

(B) CH2O+*2OH→CH2O+H2O 1.12 - - 

CH2O+*→CH2O* -0.05   

CH2O*+*→CHO*+OH* -0.37 1.01 1327 

 

 

α -MoO3(010)-□ 

Reaction ΔE Ea νi 

CH3OH+*→CH3OH* -1.16 - - 

CH3OH*+*→CH3O*+H* 0.07 0.16 757 

(A) CH3O*+*OH→CH2O*+H2O* 0.15 1.28 1284 

(A) CH2O*+ H2O*→CH2O+H2O* 1.99 - - 

(A) CH2O+*H2O→CH2O+H2 0.30 - - 

(B) CH3O*+*OH→CH2O*+2OH* 0.38 1.54 1345 

(B) CH2O*+*2OH→CH2O+2OH* 1.83 - - 

(B) CH2O+*2OH→CH2O+H2 0.23 - - 

CH2O+*→CH2O* -1.44 - - 

CH2O*+*→CHO*+H* -0.17 1.08 1211 

CHO*+OH*→CO*+2OH* 0.62 1.45 525 

CO*+ 2OH*→CO+2OH* 1.21 - - 

CO+ 2OH*→CO+H2 0.38 - - 
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r-MoO2(110) 

Reaction ΔE Ea νi 

CH3OH+*→CH3OH* -2.06 - - 

CH3OH*+*→CH3O*+OH* -0.25 0.12 984 

CH3O*+*OH→CH2O*+2OH* 1.09 1.34 1435 

CH2O*+*2OH→CH2O+2OH* 1.12 - - 

CH2O+*2H→CH2O+H2O 2.06 - - 

CH2O+*→CH2O* -2.38 - - 

CH2O*+*→CHO*+OH* 0.14 1.45 1479 

CHO*+OH*→CO*+2OH* 0.11 1.51 1464 

CO*+2OH*→CO+2OH* 1.30 - - 

CO+2OH*→CO+H2O 2.06 - - 

 

r-MoO2(110)-Ocus 

Reaction ΔE Ea νi 

CH3OH+*→CH3OH* -1.85 - - 

CH3OH*+*→CH3O*+OH* -0.05 0.14 763 

(A) CH3O*+*OH→CH2O*+H2O* 0.75 1.27 1232 

(A) CH2O*+ H2O*→CH2O+H2O* 1.43 - - 

(A) CH2O+*H2O→CH2O+H2O 1.50 - - 

(B) CH3O*+*OH→CH2O*+2OH* 0.46 1.07 1481 

(B) CH2O*+*2OH→CH2O+2OH* 1.26 - - 

(B) CH2O+*2OH→CH2O+H2O 1.96   

CH2O+*→CH2O* -2.29 - - 

CH2O*+*→CHO*+OH* -1.10 1.10 1723 

CHO*+OH*→CO*+2OH* 1.23 2.28 1376 

CO*+2OH*→CO+2OH* 1.38 - - 

CO+2OH*→CO+H2O 1.81 - - 

 

MoO2/MoO3(010) 

Reaction ΔE Ea νi 

CH3OH+*→CH3OH* -0.22 - - 

CH3OH*+*→CH3O*+OH* 0.70 1.77 895 

(A) CH3O*+*OH→CH2O*+H2O* -1.07 0.84 1544 

(A) CH2O*+ H2O*→CH2O+H2O* 0.12 - - 

(A) CH2O+*H2O→CH2O+H2O 1.62 - - 

(B) CH3O*+*OH→CH2O*+2OH* -0.90 1.05 1491 

(B) CH2O*+*2OH→CH2O+2OH* 0.11 - - 

(B) CH2O+*2OH→CH2O+H2O 1.45 - - 

CH2O+*→CH2O* -0.27 - - 

CH2O*+*→CHO*+OH* -0.86 0.50 1176 
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Table S8. Bader charges for atoms of the topmost bilayer for α-MoO3 surfaces and 

magnetization for relevant atoms. 

 

α -MoO3(010) 

 q |e
-
| 

Atom α-MoO3 α-MoO3-□ 

Mo(8) 2.30 2.28 

Mo(7) 2.30 2.24 

Mo(6) 2.30 2.21 

Mo(5) 2.30 2.25 

Mo(4) 2.35 2.33 

Mo(3) 2.35 2.31 

Mo(2) 2.35 2.31 

Mo(1) 2.35 2.33 

O (32) -0.54 -0.57 

O (31) -0.54 -0.53 

O(30) -0.54 - 

O(29) -0.54 -0.55 

O(28) -0.80 -0.83 

O(27) -0.80 -0.88 

O(26) -0.80 -0.85 

O(25) -0.80 -0.69 

O(24) -0.96 -0.96 

O(23) -0.96 -0.95 

O(22) -0.96 -0.96 

O(21) -0.96 -0.95 

O(20) -0.96 -0.90 

O(19) -0.96 -0.96 

O(18) -0.96 -0.98 

O(17) -0.96 -0.96 

O(16) -0.79 -0.84 

O(15) -0.79 -0.84 

O(14) -0.79 -0.84 

O(13) -0.79 -0.84 

O(12) -0.61 -0.62 

O(11) -0.61 -0.56 

O(10) -0.61 -0.56 

O(9) -0.61 -0.62 

 

α -MoO3(010) 

Atom μ(B) 

 α-MoO3 α-MoO3-□ 

Mo(8) 0.00 0.02 

Mo(6) 0.00 0.35 

Mo(5) 0.00 0.07 

O(27) 0.00 0.02 

O(26) 0.00 -0.01 

O(25) 0.00 -0.02 

O(24) 0.00 0.02 

O(22) 0.00 0.02 

O(21) 0.00 0.01 
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Table S9. Bader charges for the atoms of the two topmost trilayers for r-MoO2 surfaces. 

 

r-MoO2(110) 

Atom q |e
-
| 

 MoO2 MoO2-□ MoO2-Ocus 

Mo(12) 1.94 1.72 2.06 

Mo(11) 1.95 1.72 1.79 

Mo(10) 1.94 1.78 2.06 

Mo(9) 1.82 1.79 1.79 

Mo(8) 1.82 1.75 1.79 

Mo(7) 1.83 1.79 2.02 

Mo(6) 1.83 1.83 1.87 

Mo(5) 1.83 1.83 1.87 

Mo(4) 1.84 1.84 1.88 

Mo(3) 1.89 1.92 1.96 

Mo(2) 1.90 1.89 1.96 

Mo(1) 1.90 1.89 1.92 

Ocus* - - -0.59 

O(36) -0.79 0.83 -0.75 

O(35) -0.79 - -0.75 

O(34) -0.79 -0.83 -0.80 

O(33) -0.98 -0.99 -0.97 

O(32) -0.98 -1.00 -0.97 

O(31) -0.98 -0.97 -0.95 

O(30) -0.98 -0.98 -0.95 

O(29) -0.98 -0.97 -0.97 

O(28) -0.98 -1.00 -0.97 

O(27) -0.98 -1.04 -0.97 

O(26) -0.98 -0.91 -0.97 

O(25) -0.98 -0.92 -1.00 

O(24) -0.93 -0.91 -0.92 

O(23) -0.93 -0.90 -0.92 

O(22) -0.93 -0.91 -0.95 

O(21) -0.96 -0.96 -0.95 

O(20) -0.95 -0.95 -0.95 

O(19) -0.95 -0.95 -0.94 

O(18) -0.95 -0.95 -0.94 

O(17) -0.95 -0.95 -0.95 

O(16) -0.96 -0.96 -0.95 

O(15) -0.92 -0.92 -0.93 

O(14) -0.92 -0.92 -0.93 

O(13) -0.92 -0.92 -0.91 

*Ocus on Mo(7) 
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Table S10. Bader charges for the atoms of topmost bilayer for Fe-MoO3 and magnetization for 

relevant atoms. 

 

Fe-MoO3(010)  

Atom q |e
-
| 

 Fe-MoO3 Fe-MoO3-□ 

Mo(8) 2.32 2.28 

Mo(7) 2.31 2.29 

Mo(6) 2.33 2.30 

Mo(5) 2.35 2.31 

Mo(4) 2.32 2.26 

Mo(3) 2.35 2.34 

Mo(2) 2.32 2.28 

Fe(1) 1.64 1.58 

O(32) -0.55 - 

O(31) -0.59 -0.56 

O(30) -0.55 -0.58 

O(29) -0.59 -0.56 

O(28) -0.80 -0.80 

O(27) -0.80 -0.77 

O(26) -0.80 -0.78 

O(25) -0.80 -0.81 

O(24) -0.94 -0.94 

O(23) -0.95 -0.95 

O(22) -0.91 -0.88 

O(21) -0.97 -0.95 

O(20) -0.89 -0.88 

O(19) -0.95 -0.97 

O(18) -0.89 -0.89 

O(17) -0.95 -0.96 

O(16) -0.79 -0.81 

O(15) -0.82 -0.82 

O(14) -0.74 -0.74 

O(13) -0.55 -0.78 

O(12) -0.60 -0.55 

O(11) -0.57 -0.60 

O(10) -0.60 -0.56 

O(9) -0.36 -0.48 

 

 

 

 

 

 

 

Fe-MoO3(010) 

Atom μ(B) 

 Fe-MoO3 Fe-MoO3-□ 

Mo(8) 0.00 0.329 

Mo(7) 0.00 0.02 

Mo(6) 0.00 0.03 

Mo(5) 0.00 0.01 

Mo(4) 0.03 0.07 

Mo(3) 0.00 0.01 

Mo(2) 0.00 0.02 

Fe(1) 1.29 2.33 

O(13) 0.23 0.20 

O(9) 0.23 0.36 
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Figure S4.  Projected Density of States for Fe atom on Fe-MoO3 and Fe-MoO3-□ 

surfaces. 
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Figure S5. Optimized structures of all intermediates for methanol and formaldehyde 

decomposition in each system. Color code: red: oxygen, dark red: oxygen, light green: 

Mo(VI), dark green: Mo(IV) and white: H. 

α-MoO3(010) 

 

 

α-MoO3(010)-□ 
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r-MoO2(110) 

 

 

r-MoO2(110)-Ocus 
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MoO2/MoO3 
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SI1. Ueff optimization 

Density functional theory, DFT, has become an essential tool to study catalytic processes. 

Atomic simulations allow better understanding of catalytic properties and reaction mechanisms. 

For -MoO3 catalytic systems several theoretical works have been performed with pure GGA 

functionals.1-3  However, these functionals are known to delocalizate d and f electrons, which 

results in scattered results for reaction energies and activation barriers. An alternative to solve 

this problem is the use of hybrid functionals, which include a portion of exact exchange from HF 

theory. This approximation is extended in the study of molecules but its computational cost is 

prohibitive for reactivity studies. In heterogeneous catalysis, the most common method used to 

correctly describe d and f electrons is the DFT+U approximation. The electron localization is 

reached by the introduction of an extra interelectron repulsion term, the Hubbard-like Ueff.
4  The 

Ueff is chosen either by fitting to a particular experimental property or reaction energy or by fitting 

to hybrid functional results.  

Several values for Ueff have been reported in theoretical works on MoO3. The most common was 

proposed by Willock,5 6.3 eV, that was widely used by others.6-7 This value is very close to the 

value proposed by Asta,8 6 eV; both were fitted with cluster calculations with hybrid functionals. 

Metiu9-10 and Bell11-12 fitted Ueff to experimental reaction energies and proposed values of 2.0 

and 8.6 eV respectively. Moreover, several studies used intermediate values.13-15 

In order to obtain the Ueff that gives the most accurate results we have studied the reaction 

energies and electron localization as function of Ueff for a set of reactions. The methanol 

oxidation to formaldehyde on α-MoO3(010) surface was used as example.2, 16 In Figure S1.a the 

reaction energy for methanol dissociative adsorption is represented as function of Ueff = 0.0-7.0 

eV range. This is an acid-base process, i.e., no electrons are transferred to the surface. The 

reaction energy is almost constant for all Ueff and no magnetization appears. Redox processes 

are known to behave differently. In Figure 2.b and c the reaction energies for the formation of 

½CH2O and CH2O from methanol are shown. These reactions leave one and two hydrogen 

atoms on the surface respectively leading the one and two electrons surface reduction. These 

electrons are accommodated on surface cations. For small values of Ueff the reaction energies 

remain constant and no magnetization at Mo centers is observed. For Ueff higher than 3.0 eV 

the reaction energies decrease linearly with Ueff; the slope of the energy variation is proportional 

to the number of electrons localized on the surface. The same behavior was previously reported 

for redox processes on CeO2.
17 In the same Ueff range magnetization values are close to 1 and 
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2, describing the single and double reduction to one Mo5+ and two Mo5+. For the two electrons 

reduction system single electron localization is observed at low Ueff values (2.0 and 2.5 eV). 

Single point calculations with the hybrid HSE06 functional at -point were performed to obtain 

accurately reaction energies and electron localization, Figure SI1. Hybrid calculations were 

performed for PBE+U (Ueff= 0, 3.5 and 7.0 eV) on the converged geometries: 

 For the acid-base reaction the hybrid calculations give almost constant reaction values 

between 0.43 and 0.54 eV. The PBE+U reaction energies at -point are more similar to 

the obtained with HSE06 functional, and therefore, an influence of the k-point sampling 

cannot be neglected.  

 For the redox systems the hybrid functional gives reaction energies similar to PBE+U 

when low Ueff values are employed and a magnetization close to 1 and 2 for the single 

and double Mo reduction reactions. High Ueff results in energies that depart from the 

benchmark values even if the single point HSE06 calculations are performed over the 

structures optimized with Ueff= 7.0 eV.  

Therefore, a low Ueff should be used to obtain good reaction energies; and moreover, the Ueff 

value should give the correct electron localization. The reaction energies for Ueff= 3.5 eV are 

similar to obtained with the more accurate HSE06 functional and, in addition, the electron 

magnetization is the same as the hybrid functional. Therefore, Ueff= 3.5 eV is the most accurate 

Ueff value for our system. 
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Figure SI1. Reaction energy as function of Ueff for: a) acid-base dissociative adsorption of 

methanol, b) one electron reduction of the surface by de adsorption of one hydrogen atom, 

and c) two electron reduction of the surface for the addition of two hydrogen atoms. Colored 

filled circles are PBE+U values at 5x5x1 k-point sampling. Colored circles are PBE+U 

energies at Г-point. Colored stars are HSE06 reaction energies. Right axis: Black circles are 

the total magnetization and white circles the magnetization of reduced Mo centers. 

 

a)

b)

c)
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In addition, benchmark calculations were performed for the 1,3-propanediol oxidation to 

hydroxypropanal on the cluster Mo3O9. Molecules and cluster Mo3O9 were calculated inside a 

20x21x22  Å3 box at -point. This reaction leaves two hydrogen atoms on the cluster reducing 

two Mo6+ to Mo5+. Dixon and collaborators reported the reaction energy for this system at the 

CCSD(T) level.18 We performed single point calculations on their reported structures at PBE, 

PBE+U, BEEF-vdW and HSE06 level with VASP code. For PBE+U functional we used both our 

fitted Ueff= 3.5 eV and the most utilized value of 6.3 eV. In addition, we performed a test in 

Gaussian 0919 with the B3LYP20-21 functional with the base aug-cc-pVDZ22 for O, C and H and 

aug-cc-pVDZ-pp coupled to relativistic effective core potentials (RECP)23 for Mo. The results are 

shown in Figure SI2. The CCSD(T) reference value is 1.00 eV. PBE and BEEF-vdW 

overestimate the reaction energy by 0.22 and 0.25 eV respectively, and do not show any 

electron localization. Hybrid functionals give values similar to coupled cluster, 1.05 and 1.11 eV 

for B3LYP and HSE06 respectively. Finally, PBE+U gives a good value of 1.13 eV for Ueff= 3.5 

eV. On the contrary, a Ueff value of 6.3 eV leads to 0.66 eV. Both hybrid and PBE+U functionals 

correctly localize the electrons resulting on two Mo5+ centers. These results further confirm that 

PBE+U with Ueff= 3.5 eV gives accurate values for both energy and electron localization for Mo 

oxides irrespectively of its cluster or continuous nature.  

 

Figure SI2. Benchmark calculations for the reaction energy of C3O2H8(g) + Mo3O9  

C3O2H6 + Mo3O9H2 with different functionals. The horizontal line marks the value for the 

CCSD(T)/aug-cc-pVDZ/aug-cc-pVDZ-pp method.18 aB3LYP calculations were performed 

with Gaussian 09 software. 
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SI2. Surface vacancy formation 

Vacancies in Ob position were not possible to converge; all our attempts to optimize it 

converged in the Ot vacancy geometry. Moreover, the formation of an O3c vacancy is highly 

energy demanding. Therefore, all the vacancies formed will be in Ot position. Vacancy formation 

energies at Ot and O3c positions were calculated for different vacancy coverage, θVOt, see Table 

S1 and S2. (1x2), (2x2), (3x2), (2x3), and (3x3) supercells were employed removing up to four 

oxygen atoms. When Ot are removed the formation of 2xMo5+ vacancies has a linear coverage 

dependence; whereas, the formation of Mo4+ vacancies is independent of the coverage until 

θVOt= 0.5. The formation of vicinal vacancies along [001]-axis is not allowed for 2xMo5+ surface 

oxidation state, since the two Mo5+ are placed on vicinal positions along this axis. However, for 

the formation of two Mo4+ vacancies along [001]-axis is possible and the formation energy is 

constant. In addition, the formation of two vacancies in contiguous Mo along the [100]-axis is 

avoided for both two oxidation states. The formation of a second vacancy in the (3x3) supercell 

requires an additional 0.36 and 0.24 eV for 2xMo5+ and Mo+4 oxidation states. This energy 

increment reaches 0.90 and 0.58 eV for the (2x2) supercell.  
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Table SI1. Ot vacancy formation energy, in eV, according to the reaction MoO3 → MoO3-x + x/2 

O2(g), for all the cell size and vacancy coverage calculated in this work. Color code: Mo: green; 

O: red. 

 Vacancies Ot 

 

    
θvac 1 3/4 (0.75) 1/2 (0.5) 2/4 (0.5) 

2xMo5+ -  2.98 3.24 2xMo5+: - 
Mo4+ 3.05 (3.30) 2.96 3.13 3.10 

 

   

 
θvac 2/4 (0.5) 2/4 (0.5) 1/4 (0.25) 2/9 (0.22) 

2xMo5+ 2.78 - 2.73 2.66 
Mo4+ 2.83 2.81 2.87 2.85 

 

   

 

θvac 2/9 (0.22) 2/9 (0.22) 1/6 (0.17) 1/6 (0.17) 
2xMo5+ 2.83 - 2.66 2.68 

Mo4+ 2.94 2.82  2.85 2.86 

 

 

   

θvac 1/9 (0.11)    
2xMo5+ 2.62    

Mo4+ 2.84    
 

 

x

y
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Table SI2 . Scheme of O3c vacancies and vacancy formation energy, in eV, according to the 

reaction MoO3 → MoO3-x + x/2 O2(g) for (2x2), (3x2), (2x3) and (3x3) cell size. Same color code 

as in Table SI1. 

 Vacancies O3c 

 

 

 

 

 
θvac 1/4 (0.25) 1/6 (0.17) 1/6 (0.17) 1/9 (0.11) 

2xMo5+ 4.52 4.46 4.41 4.56 

 

 

Table SI3. Population of Mo surface oxidation states (obtained by the Boltzmann distribution) as 

function of vacancy coverage, θvac, at 350ºC.  

θvac %Mo6+ %Mo5+ %Mo4+ 

1/9 77.9 21.9 0.2 
1/6 67.1 32.4 0.5 
2/9 57.1 42.4 0.5 
1/4 52.0 45.9 2.1 
1/2 14.6 70.8 14.6 
3/4 14.3 21.4 64.3 
1 0 0 100 
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SI3. Adsorbate structure 

Figure SI3. Adsorption configurations of a) methanol and b) formaldehyde on the two electronic 

configurations of reduced -MoO3(010). 
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Table S.1 Reaction energies, ΔE; direct energy barriers, Ea,d; and reverser energy barriers, Ea,i in 

eV, for all the elementary steps of the reaction network. Energies corrected by ZPVE. The imaginary 

frequency to all the transition states, νi , are in cm
-1

. 

Reaction list ΔE Ea,d Ea,i νi 

Glycerol →1,2-Enol     

GlycerolH(g) + * → GlycerolH*(a) -1.72    

GlycerolH*(a) + Ot → Glycerol*(a) + OtH  0.51 0.72 0.21 861 

Glycerol*(a) + Ob → 1,2-EnolH(a) + ObH  -0.08 1.13 1.21 926 

1,2-EnolH(a) → 1,2-EnolH(g) + Ot 0.60    

Glycerol → 1,3-Enol     

GlycerolH(g) + * → GlycerolH*(b) -1.92    

GlycerolH*(b) + Ot → Glycerol*(b) + OtH  0.45 0.80 0.35 964 

Glycerol*(b) + Ob → 1,3-EnolH(b) + ObH 0.15 1.29 1.14 926 

1,3-EnoHl(b) → 1,3-EnolH(g) + Ot 0.65    

1,2-Enol → Acetol     

1,2-EnolH(g) + * → 1,2-EnolH* -1.59    

1,2-EnolH * + Ot → 1,2-Enol* + OtH  0.30 0.68 0.37 434 

1,2 -Enol* + OtH → Acetol* + Ot -1.03 0.09 1.12 931 

Acetol* → Acetol(g) + * 1.67    

1,3-Enol → Hydroxypropanal     

1,3-EnolH(g) + * → 1,3-EnolH* -1.20    

1,3-EnolH * + Ot → 1,3-Enol* + OtH  0.17 0.38 0.21 655 

1,3-Enol* + OtH → HPH*(a) + Ot -0.86 -0.04 0.82 808 

HPH*(a) → HPH(g) + * 1.69    

Acetol → Propylene Glycol     

Acetol(g) + * → Acetol* -1.83    

Acetol* + OtH → PG* + Ot 0.20 1.43 1.23 1322 

PG* + OtH → PGH*(b) + Ot -0.46 0.25 0.71 783 

PGH*(b) → PGH(g) + * 1.85    

Hydroxypropanal → 1,3-Propanediol     

HPH(g) + * → HPH*(a) -2.16    

HPH*(a) + OtH → 1,3-Propanediol* + Ot 0.22 1.45 1.22 1390 

1,3-Propanediol* + OtH → 1,3-PropanediolH* + Ot -0.29 0.22 0.51 834 

1,3-PropanediolH* → 1,3-PropanediolH(g) + * 1.59    

Hydroxypropanal → Acrolein     

HPH(g) + * → HPH*(b) -1.55    

HPH*(b) + Ot → HP*(b) + OtH  0.18 0.50 0.32 754 

HP*(b) + Ob → Acrolein(a) + ObH  0.23 1.42 1.19 1069 

Acrolein*(a) → Acrolein(g) + Ot 0.52    

Propylene Glycol → Propen-2-ol     

PGH(g) + * → PGH*(a) -1.51    

PGH*(a) + Ot → PG*(a) + OtH  0.26 0.44 0.19 557 

PG*(a) + Ob → Propen-2-olH(a) + ObH 0.06 1.05 0.99 1174 

Propen-2-olH(a) → Propen-2-olH(g) + Ot 0.42    

Propylene Glycol → 1-Propenol     

PGH(g) + * → PGH*(b) -1.83    

PGH*(b) + Ot → PG*(b) + OtH  0.46 0.67 0.22 941 

PG*(b) + Ob → 1-Propenol(b) + ObH 0.24 1.34 1.09 643 

1-Propenol(b) → 1-PropenolH(g) + Ot 0.49    
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Propylene Glycol → 2-Propenol     

PGH(g) + * → PGH*(b) -1.83    

PGH*(b) + Ot → PG*(b) + OtH  0.45 0.67 0.22 941 

PG*(b) + Ob → 2-PropenolH(b) + ObH + Ot 0.45 1.47 1.03 643 

2-PropenolH(b) → 2-PropenolH(g) 0.66    

1,3-Propanediol → 2-Propenol     

1,3-PropanediolH(g) + * → 1,3-PropanediolH* -1.62    

1,3-PropanediolH* + Ot → 1,3-Propanediol*+ OtH  0.34 0.65 0.31 876 

1,3-Propanediol* + Ob → 2-PropenolH(a) + ObH 0.32 1.59 1.27 1055 

2-PropenolH(a) → 2-PropenolH(g) + Ot 0.66    

Acrolein → 2-Propenol     

Acrolein(g) + * → Acrolein* -1.90    

Acrolein* + OtH → 2-Propenol* + Ot 0.33 1.09 0.76 949 

2-Propenol* + OtH → 2-PropenolH* + Ot -0.20 0.25 0.46 693 

2-PropenolH* → 2-PropenolH(g) + * 1.40    

Acrolein → 1-Propenol     

Acrolein(g) + * → Acrolein* -1.90    

Acrolein* + OtH → 1-Propenol* + Ot -0.11 1.18 1.29 1096 

1-Propenol * + OtH → 1-PropenolH* + Ot -0.12 0.26 0.38 615 

1-PropenolH* → 1-PropenolH(g) + * 1.41    

Propen-2-ol → Propanone     

Propen-2-olH(g) + * → Propen-2-olH* -1.37    

Propen-2-olH * + Ot → Propen-2-ol* + OtH  0.04 0.42 0.38 863 

Propen-2-ol * + OtH → Propanone* + Ot -0.95 0.54 1.49 864 

Propanone* → Propanone(g) + * 1.73    

1-Propenol → Propanal     

1-PropenolH(g) + * → 1-PropenolH* -1.41    

1-PropenolH * + Ot → 1-Propenol* + OtH  0.12 0.38 0.26 615 

1-Propenol * + OtH → Propanal* + Ot -0.68 0.01 0.68 926 

Propanal* → Propanal (g) + * 1.61    

Propanone → 2-Propanol     

Propanone(g) + * → Propanone* -2.02    

Propanone* + OtH → 2-Propanol* + Ot 0.37 1.44 1.07 1227 

2-Propanol * + OtH → 2-PropanolH* + Ot -0.34 0.40 0.74 1050 

2-PropanolH* → 2-PropanolH(g) + * 1.74    

Propanal → 1-Propanol     

Propanal(g) + * → Propanal* -1.85    

Propanal* + OtH → 1-Propanol* + Ot 0.19 1.48 1.29  

1-Propanol * + OtH → 1-PropanolH* + Ot -0.26 0.20 0.46 751 

1-PropanolH* → 1-PropanolH(g) + * 1.52    

2-Propanol → Propylene     

2-PropanolH(g) + * → 2-PropanolH* -1.75    

2-PropanolH* + Ot → 2-Propanol* + OtH  0.35 0.74 0.39 557 

2-Propanol* + Ob → Propylene + ObH 0.74 1.51 0.77 742 

Propylene → Propylene(g) + Ot 0.23    

1-Propanol → Propylene     

1-PropanolH(g) + * → 1-PropanolH* -1.51    

1-PropanolH* + Ot → 1-Propanol* + OtH  0.25 0.44 0.19 816 

1-Propanol* + Ob → Propylene + ObH 0.42 1.25 0.82 945 

Propylene → Propylene(g) + Ot 0.23    

2-Propenol → Propylene     

2-PropenolH(g) + * → 2-PropenolH* -1.41    
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2-PropenolH* + Ot → 2-Propenol* + OtH  0.22 0.45 0.22 671 

2-Propenol* + Ot → Propylene + OtH  -0.14 1.03 1.17 1565 

Propylene → Propylene(g) + Ot 0.05    

H2O formation     

H2(g) + 2Ot → 2OtH -0.86 1.63 2.49  

H2(g) + Ot + Ob → OtH + ObH -0.96 1.46 2.42  

ObH + Ot → Ob + OtH 0.09 0.77 0.68 1148 

2OtH →H2Ot + Ot -0.32 0.14 0.46 647 

H2Ot → H2O(g) + * 1.22    
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Figure SI1. Structure of the reaction intermediates in the Glucose → Mannose epimerization 
reaction catalysed by H3PMo12O40, H6P2Mo18O60, α-MoO3 and α-MoO3-x. Same colour code 
as in Figure 1.
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Table SI1. Reaction and activation energy, ΔE and Ea, in eV, for 1,2 C-shift elementary step 

on H3PMo12O40.

Method/basis ΔE Ea,1 Ea,2
BP86-D2/set1 -0.04 0.98 1.02
BP86-D2/set2 -0.01 1.07 1.08
PBE-D2/set1 -0.04 0.97 1.01
PBE-D2/set2 -0.03 1.08 1.11
PBE-D2/PW -0.02 1.03 1.05

set1: 6-311G* for P,O, C, H and LANL2TZ for Mo
set2: 6-311G* for P,O, C, H and TZVP for Mo

Table SI2. Reaction energies, ΔE, energy barriers, Ea (both in eV), and imaginary 
frequencies, i (cm-1) for all the reaction steps in the Glucose (G) → Mannose (M) 
epimerization reaction catalysed by H3PMo12O40, H6P2Mo18O60, α-MoO3 and α-MoO3-x.

ΔE Ea
+ Ea

- νi
H3PMo12O40
G(g) + * + O* ↔ G* + OH* 0.57 1.04 0.47 828
G* + OH* ↔ M* + OH* -0.02 0.99 1.01 172
M* + OH* ↔ M(g) + * + O* -0.64 0.40 1.04 715
H6P2Mo18O60
G(g) + * + O* ↔ G* + OH* 0.75 1.07 0.31 739
G* + OH* ↔ M* + OH* -0.05 1.10 1.15 202
M* + OH* ↔ M(g) + * + O* -0.79 0.31 1.10 722
α-MoO3
G(g) + * + O* ↔ G* + OH* 0.20 1.17 0.97 1036
G* + OH* ↔ M* + OH* -0.04 0.94 0.98 140
M* + OH* ↔ M(g) + * + O* -0.24 0.85 1.09 990
α-MoO3-x
G(g) + * ↔ G* -1.26 - - -
G* + O* ↔ G* + OH* 0.14 0.53 0.39 -
G* + OH* ↔ M* + OH* -0.04 0.85 0.89 234
M* + OH* ↔ M* + O* -0.23 0.55 0.78 -
M* ↔ M(g) + * 1.40 - - -
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Table SI3. Relevant bond distances (Å) for all the reaction intermediates and transition 
states in the Glucose → Mannose epimerization reaction catalysed by H3PMo12O40, 
H6P2Mo18O60,    α-MoO3 and α-MoO3-x.

Mo-O1 Mo-O2 C1-O1 C2-O2 C1-C2 C1-C3 C2-C3
H3PMo12O40

TSdiss 2.393 2.274 1.237 1.402 1.489 - 1.570
Gdiss 2.456 1.911 1.230 1.397 1.497 - 1.576
TSepim 2.089 2.137 1.314 1.289 1.407 2.162 2.377
Mdiss 1.924 2.389 1.400 1.234 1.499 1.576 -
TSasso 2.281 2.477 1.397 1.234 1.500 1.563 -
H6P2Mo18O62
TSdiss - 2.279 1.232 1.392 1.499 - 1.580
Gdiss 2.544 1.922 1.227 1.398 1.504 - 1.565
TSepim 2.109 2.184 1.312 1.236 1.409 2.119 2.268
Mdiss 1.899 3.297 1.404 1.213 1.533 1.560 -
TSasso 2.229 - 1.398 1.225 1.515 1.581 -

MoO3
TSdiss 2.475 2.250 1.234 1.420 1.495 - 1.564
Gdiss 2.385 1.930 1.233 1.412 1.498 - 1.574
TSepim 2.120 2.098 1.303 1.302 1.406 2.222 2.317
Mdiss 1.919 2.453 1.397 1.231 1.509 1.554 -
TSasso 2.296 2.317 1.403 1.237 1.500 1.556 -

MoO3-x
Gads 4.079 2.239 1.220 1.444 1.524 - 1.535
TSdiss 3.455 1.972 1.219 1.408 1.522 - 1.559
Gdiss 2.276 1.926 1.239 1.399 1.482 - 1.578
TSepim 2.120 2.046 1.281 1.332 1.397 2.250 2.084
Mdiss 1.919 2.259 1.398 1.238 1.488 1.567 -
TSasso 1.988 3.605 1.408 1.218 1.526 1.548 -
Mads 4.339 2.204 1.432 1.225 1.526 1.554 -
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Figure SI2. Reaction profile, in terms of vibrational Gibbs free energy (Gibbs), for the Bilik 
reaction for glucose on H3PMo12O40, H6P2Mo18O62, α-MoO3(010) and α-MoO3-x(010) at T= 
100 ºC.

Figure SI3. a) Mechanism scheme for dissociative adsorption of glucose on H3PMo12O40 

through –O3H group. b) Optimized structures for reaction on H3PMo12O40. c) Reaction and 

activation energies, ΔE and Ea, in eV, for the adsorption of glucose on H3PMo12O40 through –

O3H group.
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Figure SI4. a) Mechanism for the ring opening of glucose and mannose assisted by 

H3PMo12O40. b) Optimized structures for reaction on H3PMo12O40. c) Reaction profile of the 

reaction for glucose and mannose on H3PMo12O40.
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Figure SI5. a) Scheme and converged structures for the dehydration elementary step on the             
α-MoO3-x(010) surface. b) Reaction path for this step. Energies are given relative to gas-
phase glucose and defective surface.
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Figure SI6. Energy profile for the epimerization step of glucose to mannose for the case of 
complete molecules, molecules without –O3H group and molecules without –O4H group on 
H3PMo12O4.

Table SI4. Binding energies, BE, reaction energies, ΔE, energy barriers, Ea, (all in eV) and 
imaginary frequencies, i (cm-1) for the epimerization step to complete molecules, molecules 
without –O3H group and molecules without –O4H group on H3PMo12O4.

BE(G) BE(M) ΔE Ea
+ Ea

- νi
G/M 0.57 0.55 -0.02 0.99 1.01 172
G/M (no –O3H) 0.55 0.51 -0.04 1.23 1.27 351
G/M (no –O4H) 0.47 0.60 0.12 1.07 0.95 120
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[140] González, C.; Maŕın, P.; Dı́ez, F. V.; Ordóñez, S. Hydrodeoxygena-
tion of Acetophenone over Supported Precious Metal Catalysts at Mild
Conditions: Process Optimization and Reaction Kinetics, Energy Fuels
2015, 29, 8208–8215.
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