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Prospects of ethylene hydroformylation beyond
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Rh-based homogeneous catalysts with phosphine ligands have been typically used for catalysing
hydroformylation reactions. Heterogenisation of Rh-based systems, however, introduces a side-reaction of
ethylene hydrogenation. In order to enhance reaction selectivity, (1) immobilization of single atom catalysts
onto supports like polymers, ZnO or CeO and (2) the use of promoters such as Co, Mo, V, and alkali metals
have emerged as new strategies. However, all these studies involve the use of Rh, an expensive noble
metal, as a catalyst. With the intention of designing a non-Rh-based catalyst with single site reactivity for
ethylene hydroformylation, we have, for the first time, computationally investigated the role of UiO-68
decorated NHC-Cu(i)-H catalyst in catalysing the reaction. Mechanistic investigations suggest that it can
selectively transform ethylene to propanal and can act as an alternative to the homogeneous Wilkinson's
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1 Introduction

The hydroformylation reaction, also known as the oxo
process, involves the production of aldehydes from alkenes
using CO and H,. In this process, a hydrogen and a formyl
group is added to a carbon-carbon double bond with an atom
economy of 100%."? The oxo process is typically catalysed in
homogeneous systems using transition metal complexes of
Co and Rh.>® Rh-based catalysts with phosphine ligands are
commonly used due to their high activity and selectivity.
However, this commercial catalyst is beset by the immoderate
cost of Rh and phosphine ligands. Additionally, loss of the
noble metal is encountered during the catalyst separation
process. Since the phosphine ligands are air and moisture
sensitive, the search for phosphine-free heterogeneous
catalysts has gained attention. However, the supported
ligand-free metal catalysts suffer from low reaction selectivity;
hydrogenation products are found to occur through a
competing side reaction. Two methods have currently
emerged in order to enhance reaction selectivity towards
oxygenate products — (1) immobilizing single atom catalysts
onto supports like polymers, ZnO or CeO’ ™ and (2) the use of
promoters such as Co, Mo, V, alkali metals, etc."*™*

However, previous studies on hydroformylation reactions
have used Rh-based catalysts in enhancing the reaction
activity and selectivity;'* none of them has focused on
designing a Rh-free catalyst for the hydroformylation
reaction.
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catalyst and also to various Rh-based heterogeneous catalysts.

Metal-organic frameworks (MOFs), composed of metal
nodes and organic linkers, have now emerged as an effective
platform for converting homogeneous systems into its
heterogeneous analogues.’> The porous structure, high
surface area and tunability of the metal node or organic
linkers make MOFs an attractive choice for catalysing various
reactions. MOFs provide an added advantage of designing
isolated active sites in the form of single atom catalysts via
modification of organic linkers.'®™®

With the intention of designing a Rh-free single atom
catalyst for ethylene hydroformylation, we have focused our
attention on computationally designing a Cu-hydride based
N-heterocyclic carbene (NHC)[NHC-Cu(1)-H] that can be
immobilized onto the organic linker of UiO-68 MOF. A small
portion of the UiO-68 framework has been presented in
Fig. 1(a). It consists of 12-connected Zr-SBU ZrsO4(OH), as
the MOF node and triphenyl-4,4'-dicarboxylate (TPDC) as the
organic linker.'” An enlarged view of the NHC-Cu(i)-H
decorated UiO-68 MOF is presented in Fig. 1(b).

NHCs are nitrogen containing heterocyclic rings
consisting of a carbene carbon. They have been extensively
used to catalyse various organometallic transformations®’
and have also been used as ligands to fabricate NHC-metal
complexes.>" Coinage metal-based NHCs are widely known>?
and has been experimentally synthesised over porous
framework materials.>® Jiang et al have also proposed a
procedure for experimental synthesis of UiO-68 decorated
with NHC-Cu(1)-H."” The stability of NHC-Cu(i)-H over UiO-68
was also computationally confirmed by them. We can, thus,
conclude that NHC-Cu(i)-H decorated UiO-68 MOFs are
feasible and hence can be realized in practice. Since (1) NHC-

This journal is © The Royal Society of Chemistry 2025
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Fig. 1 (a) A small portion of the UiO-68 framework. (b) UiO-68 decorated with NHC-Cu()-H.

Cu(1)-H has shown to be an active catalyst for H, activation®*
and (2) the hydride donating ability of NHC-Cu(1)-H is high,"”
we have chosen Cu-H over the remaining coinage-metal
hydrides (i.e. Ag-H and Au-H) for our present study.

Although Cu(i) sites have limited coordination abilities,
stabilization by the N-heterocyclic carbene ligand and the
surrounding framework allows for substrate activation and
reaction progression. Moreover, ethylene, carbon monoxide,
and hydrogen do not bind simultaneously to the Cu(i) site;
instead, they interact with the active site sequentially as the
reaction progresses. Hence, ethylene hydroformylation over
the Cu(i) site is expected to be feasible.

2 Computational details

In the present study, a gas-phase cluster model was used
to investigate the entire -catalytic pathway neglecting
explicit or implicit solvation effects. This is in accordance
with the experimental setting of the hydroformylation
reaction, which is typically conducted under gas phase
conditions. Hence, the current methodology has shown
good agreement with the experimental results for MOF-
based catalytic systems.'”2%28

Since the unit cell of UiO-68 MOF consists of a large
number of atoms and we are concerned with the NHC
immobilized onto the organic linker of the MOF, a 43-atom
cluster model (Fig. 1b) was used to carry out Kohn-Sham
density functional theory (KS-DFT) calculations using the
Gaussian 16 package.>® This cluster model has shown to be
free from MOF confinement effects'” and hence, it can be
used to accurately predict catalytic properties of UiO-68
functionalized NHC-Cu(1)-H. The initial structure of the TPDC
linker was obtained from the Cambridge Crystallographic
Data Centre (CCDC number: 889531) onto which NHC was
immobilized. This structure was optimized using the M06-L
functional. The local meta-GGA M06-L functional is known to
perform well for transition metals and organometallic
systems while accounting for medium-range electron
correlation effects.®® Although MO06-L may exhibit self-

This journal is © The Royal Society of Chemistry 2025

interaction error, this is not a concern here, as the valence
electron configurations of the Cu(i)-centre suggests that it is
a closed-shell singlet and hence involves no spin-state
ambiguity. Moreover, the M06-L functional has shown good
performance in reproducing experimental trends of various
adsorption processes and reaction pathways over a number
of MOFs.**?! The reactivity predicted using M06-L has shown
consistency with functionals such as B3LYP-D3, PBE-D3, and
MO06 towards oxidative dehydrogenation of propane over NU-
1000-supported heterobimetallic clusters.”” Hence, the M06-L
functional offer a practical balance between accuracy and
computational efficiency. Geometry optimizations and
frequency calculations were carried out using the MO06-L/
GENECP method with the SDD basis set and its
corresponding effective core potential for Cu and def2-SVP
basis set for C, H, N and O atoms. All the calculations were
carried out using an ultrafine grid. The required number of
imaginary frequencies was confirmed for a minima (zero) or
a transition state (one and only one). Intrinsic reaction
coordinate (IRC) calculations were performed to confirm that
we have obtained the desired transition state. Single point
energies were calculated at the M06-L/def2-TZVP level. NBO
(natural bond orbital) analysis was carried out to obtain NBO
charges. All reported energies are Gibbs free energies
calculated at 298.15 K and 1 atm pressure.

3 Results and discussion
3.1 Features of NHC-Cu(1)-H

The optimized structure of NHC-Cu(i)-H is presented in
Fig. 2. The valence electron configurations for NHC-Cu(1)-H
(ie. 3d'°) suggest that it is a closed-shell singlet system.
Calculation of the oxidation state shows that the copper
centre is in the +1 oxidation state. The presence of increased
electron density at the hydride species (red region in
Fig. 2(a)) of NHC-Cu(1)-H confirms the strong o-donor ability
of carbene carbon. This is further confirmed by inspecting
the NBO charges presented in Fig. 2(b). We, therefore, expect
that the hydride species present in NHC-Cu(i)-H can be easily
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Fig. 2 (a) ESP surface map of NHC-Cu()-H. (b) The cluster model of NHC-Cu(i)-H showing NBO charges.

released when required to carry out the hydrogenation/
hydroformylation reaction.

3.2 Catalytic pathway

Ethylene hydroformylation to propanal involves the presence
of ethylene, CO and H, as reactants. The simultaneous
presence of CO and H, with ethylene competes with each
other for the active sites resulting in two competing
pathways: (a) ethylene hydroformylation to propanal and (b)
ethylene hydrogenation to ethane.

The schematic diagram for ethylene hydroformylation and
ethylene hydrogenation is presented in Fig. 3. The reaction
proceeds as follows:

(a) Adsorption and activation of ethylene at the Cu-centre
via TS1. The interaction of ethylene with the Cu-centre occurs
in a bridging fashion. Adsorption and activation of ethylene
occurs via the transfer of electrons from a Cu-centred NBO
with a pure d-character to the n* orbital of ethylene. This has
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! TS3' \ N
NHC—Cu—H <=—— NHC-Cu H
6 5
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Fig. 3 Proposed mechanism of ethylene hydroformylation and
ethylene hydrogenation. The resting state of the catalyst has
been represented as 1 where only the Cu-H species has been
shown for clarity.
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been confirmed from the second order perturbation theory
analysis reporting a stabilization energy of 27.75 kcal mol™
for this interaction. This is further confirmed by the
reduction in the Wiberg bond index (WBI) from 2.05 (in
intermediate 2) to 1.50 (in intermediate 3). Also, the C-C
bond length has increased from 1.33 A to 1.40 A in moving
from intermediate 2 to intermediate 3. The activation barrier
encountered during this process is 2.90 kecal mol ™.

(b) Hydride transfer via TS2. The transfer of hydride
species from the Cu-centre to an adjacent ethylene carbon
results in the formation of an ethyl species (intermediate 4
[Fig. 3]). The activation barrier encountered during this
process is 13.37 kcal mol ™. The ethyl species now binds in a
terminal mode to the Cu-centre, the WBI for which is 0.62.

It is at this point where the reaction may follow two
pathways to produce different products. Interaction of CO
with intermediate 4 leads to hydroformylation pathway while
interaction of H, with intermediate 4 leads to hydrogenation
pathway. Hence, CO and H, compete with each other for the
intermediate 4.

A close look at Fig. 4 shows that the interaction of H, with
intermediate 4 is endergonic by 4.5 kcal mol™ compared to
that for CO with intermediate 4. This indicates that CO
adsorption will be favoured over H, adsorption.

=== Hydroformylation
=== Hydrogenation

TS2

TS4* Tss
— . —
{1567 7" 090}

<
1

-10 4

Gibbs Free Energy (kcal/mol)

-20 A : —

i — C,H,.CHO
-30 1+CO+C,H, e

Reaction Coordinate
Fig. 4 Reaction profile for ethylene hydroformylation and ethylene
hydrogenation. The activation barriers have been indicated in blue. All
the energies have been reported relative to the separated state of the
catalyst and reactants.
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3.2.1 Hydroformylation to propanal

(c) Adsorption and activation of CO. Adsorption and
activation of CO on the Cu-centre involves (1) transfer of non-
bonding electrons situated on carbon of CO into the vacant Cu-
centred NBO with a near p-character (stabilization energy of
219.03 keal mol™) and (2) a back donation of electrons from the
same Cu-centred NBO into the n* orbital of CO (stabilization
energy of 20.42 kcal mol™). This is further confirmed from the
reduction in the WBI of CO to 2.13 in intermediate 5*.

(d) CO insertion via TS3*. CO insertion into the Cu-ethyl
bond occurs via the transfer of electron density from the
ethyl carbon to the carbon of CO. The excess negative charge
that builds on the carbon of CO is further neutralized by the
O of CO by withdrawing electron density from carbon. This
process can be understood by following the NBO charges on
moving from intermediate 5* to intermediate 6* [Fig. 5]. This
is further confirmed by the reduction in the WBI of CO to
1.79 in intermediate 6*. The activation barrier encountered
during this process is 18.69 kcal mol ™.

(e) Homolytic cleavage of H, via TS4*. Adsorption of H, at
intermediate 6* results in intermediate 7*. That H,
dissociates homolytically over Cu has been confirmed by
following the natural electron configurations of the Cu and H
atoms. Table 1 shows that each H in intermediate 8% possess
one electron each. This is in agreement with our conclusion.
The activation barrier encountered during this process is
15.67 kcal mol™.

-0.489 |e|
-0.734 [e] MHCs oy,
a2 TS3* \ ", 059 el
2\ 0.471 |¢] ———— /c”
® 0.232 |¢|
NHC—Cu O 0449 ¢ NHC—Cu
0.222 |e| 0.251 |e|
5% 6*

Fig. 5 The change of NBO charges on moving from intermediate 5*
to intermediate 6*. The values have been indicated in green.

Table 1 Table summarizing the natural electronic configuration for the
homolytic cleavage of H,
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(f) Propanal formation via TS5* Now, one of the
dissociated H atoms gets transferred from the Cu-centre to
the carbonyl carbon resulting in the formation of propanal
(intermediate 9*). The activation barrier encountered during
this process is as low as 0.90 kcal mol". Desorption of
propanal, at this point, (exergonic by 2.76 kcal mol™)
regenerates the catalyst (intermediate 1).

3.2.2 Hydrogenation to ethane

(¢) Heterolytic dissociation of H, Adsorption of H, on
intermediate 4 results in intermediate 5'. That H, dissociates
heterolytically over Cu has been confirmed by following the
natural electron configurations of the Cu and H atoms. Table 2
shows that the electrons have been asymmetrically distributed
between the two H atoms (intermediate 6) and hence, suggests
a heterolytic cleavage. This process encounters an activation
barrier of 25.37 kcal mol™. The proton resulting from this
heterolytic cleavage results in the formation of ethane while
regenerating the Cu(i) hydride species.

Although, the transformation from 5’ to 6’ is highly
exergonic, it encounters a high activation barrier. Since
thermodynamic favourability does not guarantee kinetic
accessibility, the Brensted-Evans-Polanyi (BEP) relationship
is violated. However, we should remember that the BEP
relationship, although a trend,'® is not a strict rule. In this
case, the high activation barrier likely reflects the energetic
cost of H-H bond cleavage and hydride transfer to the Cu(i)
centre, despite the high stability of the resulting product.

3.3 Homolytic vs. heterolytic bond cleavage

A striking difference between the hydroformylation pathway
and the hydrogenation pathway is that the mode of H,
dissociation is different in the two cases - the
hydroformylation pathway involves a homolytic bond
cleavage while the hydrogenation pathway encounters a
heterolytic bond cleavage. A close look at the electronic
environment of intermediate 7* and 5’ reveals the reason of
such difference [Fig. 6].

Table 2 Table summarizing the natural electronic configuration for the
heterolytic cleavage of H,

Natural electronic configuration

Natural electronic configuration

7* 5'
Cu [core] 45(0.83) 3d(9.74) 4p(0.16) Cu [core] 45(0.76) 3d(9.72) 4p(0.14)
4d(0.01) H 1s(1.01)
H 15(1.06) H 15(1.00)
H 15(0.95)
TS3'
sar Cu [core] 45(0.49) 3d(9.73) 4p(0.50)
Cu [core] 45(0.55) 3d(9.64) 4p(0.82) 4d(0.01)
H 15(1.05) 25(0.01) H 15(0.85)
H 15(0.98) H 1s(1.17) 25(0.01)
8* 6’
Cu [core] 4s(0.59) 3d(9.59) 4p(0.83) Cu [core] 4s(0.83) 3d(9.77) 4p(0.17)
H 1s(1.14) H 1s(0.81)
H 15(1.04) H 15(1.43)

This journal is © The Royal Society of Chemistry 2025
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Fig. 6 The NBO charges on the Cu atom and C atom in intermediate
7* and intermediate 5'. The values have been indicated in green.

In case of intermediate 5’, the Cu-centre is elecron
deficient whereas the C atom of the ethyl species is highly
electron dense. The electrostatic effects due to high negative
charge at the C atom of the ethyl species polarize the H,
molecule in such a way that it causes asymmetric electron
distribution within the molecule. This in turn results in
heterolytic cleavage of the H, molecule. However, in the case
of intermediate 7*, the Cu-centre is less elecron deficient
than that of intermediate 5'. Moreover, the C atom of the
carbonyl group is also electron deficient. This electronic
environment cannot cause asymmetric polarization of the H,
molecule and hence, homolytic bond cleavage is favoured.

3.4 Reaction selectivity

Given the two competing pathways, we would now like to get
some insight into the reaction selectivity using classical
transition state theory. A close look at Fig. 4 shows that the
rate limiting step of the hydroformylation pathway is the CO
insertion step (TS3*) while that for the hydrogenation
pathway is the heterolytic bond dissociation of H, (TS3’).
Hence, the overall free energy barrier (AGiverau) for both the
pathways are as follows:

AG%,eran(hydroformylation) = 6.99 kcal mol ™ (1)
AG?,eran(hydrogenation) = 18.26 kecal mol ™ (2)

The rate constant of the overall reaction is 4.59 x 10" s~
for the hydroformylation pathway while that of the
hydrogenation pathway is 0.25 s'. This confirms that
propanal formation occurs selectively over ethane formation
over the Ui0-68 decorated NHC-Cu(1)-H catalyst.

3.5 Comparison with previous studies

We now compare our results with the previous studies to
realize its efficacy towards the ethylene hydroformylation
reaction. Decker et al. have carried out a DFT calculation on
ethylene  hydroformylation  using the homogeneous
HRh(PH;),(CO) catalyst.>®> They have shown that the CO
insertion step is the rate limiting step with an activation barrier
of 20.4 kecal mol™". Their conclusions are in agreement with our
findings. We now compare our UiO-68 decorated NHC-Cu(i)-H
catalyst with other Rh-based heterogeneous catalysts.

Lee et al have computationally studied ethylene
hydroformylation over Rh/AL,O; to investigate the influence of

6200 | Catal Sci Technol., 2025, 15, 6196-6201
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ReO, promoters.’” The activation barrier has been found to be
30.83 keal mol™ for the H, dissociation step in the presence of
ReO, promoters. Computational studies by Amsler et al. have
reported the highest effective barrier of 19.36 kcal mol™" while
investigating the catalytic activity of Rh single atoms dispersed
onto the CeO, surface for ethylene hydroformylation.” Another
computational study by Huang et al has investigated the
promotional effect of Co on the Rh catalyst.”* CO insertion was
found to be the rate limiting step with an activation barrier of
19.6 keal mol ™.

The UiO-68 decorated NHC-Cu(1)-H is a non-Rh-based
heterogeneous catalyst providing single site reactivity. Since
ethylene hydroformylation using UiO-68 decorated NHC-
Cu(1)-H involves an activation barrier of 18.69 kcal mol™" for
the CO insertion process, we can affirm that UiO-68
decorated NHC-Cu(1)-H is an efficient heterogeneous catalyst
and can act as a cheap substitute for the homogeneous
Wilkinson's catalyst. Moreover, it is a better alternative to
various Rh-based heterogeneous systems reported above.

4 Conclusion

To sum up, in the present study, we have carried out a
computational investigation on the role of a Cu-hydride based
N-heterocyclic carbene [NHC-Cu(i)}-H] immobilized onto the
organic linker of UiO-68 MOF in catalysing ethylene
hydroformylation reaction. Mechanistic investigation shows that
NHC-Cu(1)}-H, a non-Rh-based catalyst with single site reactivity,
can selectively transform ethylene to propanal and can act as an
alternative to the homogeneous Wilkinson's catalyst and also to
various Rh-based heterogeneous catalysts. Thus, to the best of
our knowledge, we have predicted for the first time a non-Rh-
based catalyst for hydroformylation reaction that is both
economic and efficient.
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