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Molybdenum(0) complexes with aliphatic aminophosphine pincer ligands have been prepared which are
competent for the disproportionation of formic acid, thus representing the first example so far reported
of non-noble metal species to catalytically promote such transformation. In general, formic acid
disproportionation allows for an alternative access to methyl formate and methanol from renewable
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Introduction

Formic acid' is primarily used as an additive in the food
industry, in grass silage, leather tanning, rubber production
and anti-icing and as an intermediate in the chemical and
pharmaceutical industries. Recently, it has also earned further
interest as a hydrogen storage material.> In this respect,
HCOOH thermal decomposition releases the stored hydrogen
together with carbon dioxide according to eqn (1).> Depending
on the reaction conditions, HCOOH dehydration to carbon
monoxide may also occur (eqn (2)).

From a thermodynamic point of view, formic acid with
a slightly lower reduction potential than H, (E = 0.17 Vat pH =
0 vs. NHE) is well suited for the reduction of C=0 and C=N
bonds.** In addition to numerous examples of transfer hydro-
genation reactions in organic synthesis, HCOOH can also act as
a self-reductant and undergo disproportionation to MeOH
according to eqn (3) in which one molecule of HCOOH is
reduced by two other equivalents of the acid.

From a kinetic standpoint, the polarized C-H bond in
HCOOH (BDE = 96 kcal mol ') is 8 kcal mol " weaker than the
H-H bond and therefore easier to activate at a metal centre.
Notably, the MeOH yield, which reflects the relative selectivity of
the processes (dehydrogenation of FA vs. disproportionation), is
influenced by the hydricity (the ability to transfer a hydride
ligand) of the metal centre.
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In general, formic acid disproportionation suggests

a pathway alternative to current ones to access MeOH, which
does not rely on fossil fuel-based processes and has a reduced
environmental impact, provided HCOOH is produced from CO,
reduction with renewable energy® or oxidation of biomass.

Eqn. 1

HCOOH () ——— CO, (g) + H,(9)

AG® g5 = -31.8 kd-mol!
AH®,gg = 31.6 kJ-mol!

Eqgn. 2
HCOOH () ——— CO(g) + H,O () AG® g5 = -11.7 kd-mol!
AH°5g5 = 28.7 kJ-mol!

Eqgn. 3
3HCOOH () — I, CH,0H () +

H,O (I) + 2CO, (g)

AG®yg5 = -105.4 kJ-mol”
AH® 5 = -35.6 kd-mol-!

MeOH is one of the most important chemicals from which
formaldehyde, tert-butyl methyl ether (MTBE, fuel additive
which serves as anti-knocking agent), tert-amyl methyl ether
(MATE), acetic acid and higher hydrocarbons, among others,
are produced on bulk scale.” Methanol can be used as a fuel for
internal combustion engines and direct methanol fuel cells
(DMFC) to generate electricity. Like formic acid also methanol
can be regarded as a liquid hydrogen carrier molecule and
storage medium from which hydrogen can be released first
through reforming® and then applied either in proton exchange
membrane (PEM) or reformed methanol fuel cells (RMFC) to
advantageously combine the easy transportability of a liquid
with the energy efficiency of PEM fuel cells.®

Currently, almost all methanol is produced from syngas in
the presence of heterogeneous catalysts (copper/zinc/aluminum
oxides) at elevated pressures (250-200 bars) and temperatures
(350 °C). Syngas is in turn obtained from fossil carbon feed-
stocks through gasification processes. Alternative, preferably
renewable, routes to MeOH are therefore highly sought after.
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One possibility lies in the direct reduction of CO,, captured
from emission points as well as from dilute sources like
ambient air, with hydrogen obtained from water electrolysis
using renewable energy.'** The “George Olah CO, to Renewable
Methanol Plant” in Iceland is indeed a demonstration of the
feasibility of such an approach made possible by the availability
in loco of abundant geothermal energy for water electrolysis. A
multicomponent heterogeneous catalyst (Cu/Zn0O/Al,O;) is used
to promote the reaction which however, due to the high ther-
modynamic stability and kinetic inertness of CO,, requires high
temperatures (210-250 °C) and pressures (50-78 bars).

Compared to heterogeneous catalysts,'® homogeneous ones,
while far from providing activities for practical application, can
be more easily modified in search of improved efficiency under
milder operational reaction conditions.” The homogeneous
systems so far reported which allow for a “direct” hydrogenation
of CO, to MeOH are based on the combination of either Ru'? or
Co™ with a tridentate phosphorus ligand, 1,1,1-tris(diphenyl-
phosphinomethyl)ethane (triphos) or related ligands, and
a Bronsted or Lewis acid cocatalyst. More recently an Fe catalyst
supported by a C-scorpionate ligand hydrotris(1-pyrazolyl)
methane has been reported: the catalyst does not require any
additive to promote turnover but its efficiency is improved in
the presence of an amine cocatalyst." While these homoge-
neous catalysts can operate at a temperature as low as 80 °C,
overall high pressures between 60 and 120 bars are still required
for significant conversions, highlighting the challenge posed by
such a transformation. This challenge might be overcome
through hydrogenation of more reactive CO,-derived interme-
diates such as methyl formate,"** dimethylcarbonate,"* meth-
ylcarbamate,™  ureas,'”” formamides,"*? or ethylene
carbonate.™ These “indirect” approaches were performed in
the presence of Ru and Fe catalysts supported by PNN and PNP
pincer ligands. Moreover, if properly chosen, the base, either an
amine or an alkali hydroxide, can perform a dual role, allowing
CO, capture and indirect CO, hydrogenation through the
resulting carbamate and/or carbonate, under the same condi-
tions.'® While a single catalyst may catalyse all hydrogenation
steps, compatible catalysts, one for each step of the cascade
process, can be combined to improve the overall efficiency."”
Recently an alternative approach has been proposed based on
a dinuclear iridium catalyst which operates in the absence of
solvent: hydrogenation of CO, takes place through contact of
the gases with the solid catalyst which can activate hydrogen
under mild conditions. The two iridium centres in close prox-
imity allow for multiple intramolecular hydride transfer to CO,
and the following reduced intermediates, without HCOOH acid
being released from the metal coordination sphere, thus pre-
venting its reversible dehydrogenation. Because MeOH is
produced in the gas phase, the catalyst can be easily recycled:
after five cycles, under 40 bars H,/CO, (3 : 1) at 60 °C, a TON of
113 (0.507 mmol) in MeOH is achieved.*®

Today, renewable formic acid is available either by oxidation
of biomass*® or by direct hydrogenation of CO, to formic acid or
formate. Huge efforts have been undertaken in these fields and
remarkable activities obtained. For the latter reaction,>**? state
of the art ruthenium- and iridium-based catalysts afford
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activities (TOF) up to 73 000 and 1 100 000 and productivities
(TON) up to 200 000 and 3 500 000, respectively.>*>? Thus, the
way to the development of processes for formic acid synthesis
based on CO, hydrogenation®* as well as biomass oxidation
(OxFA-process) were paved.* Therefore, the catalytic dispro-
portionation of HCOOH represents an alternative indirect route
to renewable MeOH which however does not require the use of
either an alcohol or amine to proceed. Scheme 1 presents the
homogenous catalytic systems so far developed for HCOOH
disproportionation. It should be noted that the different reac-
tion conditions and setups do not allow a direct comparison, yet
a perusal of the related literature provides guidelines and
benchmarks for the assessment of the herein presented Mo-
PNP catalytic system (SI4, Scheme SI-17).

The very first indirect evidence of methanol formation in the
form of dimethoxymethane from thermolysis of formic acid
over ThO, was provided by Sabatier and Mailhe and dates back
to 1911.>* More than one hundred years after, in 2013 Karen
Goldberg's group reported the first example of a homoge-
neously catalysed disproportionation of HCOOH promoted by
a cationic cyclopentadienyl iridium complex (A, Scheme 1)
supported by a 2,2"-bipyridine ligand.? The reaction was carried
out in water, at 60 °C for 24 hours, in a closed vessel and
therefore the pressure increased due to formic acid dehydro-
genation and disproportionation. Under optimized conditions,
a maximum MeOH selectivity of 12% was obtained including
methyl formate formed as the follow up product of acid cata-
lysed esterification. This corresponds to a TON for MeOH
production of almost 58 and an average TOF of 2.4 h™' (SI4,
Scheme SI-11). Here, HCOOH dehydrogenation was the
predominant process. However, selectivity in MeOH was posi-
tively affected by lower temperature (AHodehya- = +31.6 K] mol™*
vs. AHodisprop- = —35.6 kJ mol '),® higher initial HCOOH
concentration, low pH, achieved with HBF,, and H, over-
pressure to disfavour HCOOH dehydrogenation. Later on,
Himeda and Laurency introduced a much more efficient system
based on a Cp*Ir complex with the 4,4’-dihydroxo-2,2'-bipyr-
idine ligand (B, Scheme 1), thus obtaining 74% MeOH
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Scheme 1 Homogenous catalytic systems proved to be effective in
HCOOH disproportionation.
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selectivity at almost full HCOOH conversion, 98%.2> The reac-
tion was carried out in D,O in a closed vessel at 50 °C for 600
hours, with 3.75 molal H,SO,. In a single run the TON achieved
236 but the average TOF was 0.4 h~" (SI4, Scheme SI-11). Under
comparable experimental conditions, the admission of
increasing pressures of hydrogen allowed to improve selectivity
towards MeOH and its final concentration in solution. In this
case the MeOH yield exceeds the theoretical one based on sole
HCOOH disproportionation, indicating that part of the MeOH
arises from HCOOH reduction with H, gas.>® Remarkably, the
same Ir catalyst is able to promote the direct hydrogenation of
CO, to HCOOH in water without any additive, thus allowing the
one-pot transformation of CO, into MeOH. However the
productivity for MeOH is inferior in this case because best
performances in the two processes occur under different reac-
tion conditions.””” Systematic investigations of the effect of
various substituents at the 2,2'-bipyridine ligand other than
—-OH did not allow to identify a general trend correlating the
substituent electronic properties and substitution pattern at the
ligand with the selectivity towards MeOH.*?**¢ Evidence that
disproportionation of HCOOH may proceed through interme-
diate formation of H,CO has been provided by Li and co-
workers: hydrolysis and oxidation of wheat straw in the pres-
ence of vanadate salts affords an aqueous solution of HCOOH
which can be used as such for the reduction and N-methylation
of quinolines to the corresponding tetrahydroquinolines
promoted by catalyst B (Scheme 1).2%

Heterogenized versions of the above mentioned Cp*Ir cata-
lysts were also prepared by reacting suitable Ir precursors with
bipyridine-silica nanotubes.”® Although activities were inferior
to those provided by the homogeneous counterparts, a positive
effect on MeOH selectivity even for reactions carried out at
atmospheric pressure was attributed to the local confinement of
the evolved gases in the pores of the support.**

Beside Ir, Ru was shown to be competent for HCOOH
disproportionation when bound to the ligand triphos.*** Cantat
and co-workers developed a catalytic system (C, Scheme 1)
which afforded a selectivity in MeOH higher than 50% at full
HCOOH conversion, which was achieved within one hour (TON
= 27.9). The reaction was carried out in THF at 150 °C in
a closed vessel. Here methanesulfonic acid (1.5 mol% to
HCOOH, 2.5 equivalents to the catalyst) was used as additive to
promote the formation of Ru hydride species and thus enhance
catalytic activity (SI4, Scheme SI-17).

To by-pass competitive HCOOH dehydrogenation and allow
only disproportionation, Cantat has devised the use of silyl
formates as substrates in place of formic acid.>*” Dispropor-
tionation was promoted by ruthenium complexes containing
the HN(CH,CH,PPh,), ligand (catalyst C’, (SI4, Scheme SI-17)
and afforded methoxysilanes, which were subsequently hydro-
lysed to methanol. The by-product of hydrolysis, disilyl ethers,
were recycled back to silyl formates by reaction with sulfuric
acid and sodium formate.

Very recently a cooperative heterobimetallic catalyst
(0.08 mol%), generated in situ from the reaction of the dir-
uthenium complex [(Cp*Ru),(u-NPh)(u-CH,)] and tin(u) oxide
(D, Scheme 1 and SI4, Scheme SI-11) was reported to be

© 2021 The Author(s). Published by the Royal Society of Chemistry
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competent for HCOOH disproportionation in up to 28% selec-
tivity at 150 °C.** No methanol was formed when either of the
two metal species was absent. By halving the catalyst amount to
0.04 mol% and raising the temperature to 185 °C, a maximum
TON of 191 was achieved.

So far, the only example of HCOOH disproportionation
promoted by a base metal is reported by Parkin and co-workers
who investigated the performance of cyclopentadienyl molyb-
denum hydride compounds of general formula [Cpg-
Mo(PMe;); (CO),H] (Cpr = Cp, Cp* x = 0, 1,2 or 3).*
Compared to the above mentioned noble metal catalysts, these
systems were less active and only stoichiometric amounts of
MeOH could be achieved with [CpMo(CO);H] (E, Scheme 1 and
S14, Scheme SI-1+) (HCOOH 0.34 M, E 7.3 mol%, C¢Ds, 100 °C).

In contrast, we report herein that molecularly-defined
molybdenum complexes with aliphatic PNP pincer ligands are
able to catalyse the disproportionation of formic acid to meth-
anol, methyl formate, water, and CO, with activity at least
comparable to that of known precious metal systems.

Results and discussion

We recently introduced molybdenum PNP pincer complexes for
highly selective hydrogenation reactions of various unsaturated
compounds e.g. reduction of amides to alcohols and amines
under relatively mild conditions.?® Based on this work and as
part of our continuing interest in the development of catalysts
for formic acid transformation,* we set out to assess whether
such Mo complexes may catalyse HCOOH dehydrogenation. In
this respect, the relevant role played by molybdenum in formate
dehydrogenases, which catalyse the reversible interconversion
of formate and CO,, is interesting.?®

Scheme 2 shows the Mo-PNP pincer complexes which were
initially tested for HCOOH dehydrogenation. Entries 1-8 in
Table 1 report a preliminary catalyst screening in triglyme. This
dipolar aprotic solvent was chosen due to its stability and
complete miscibility with water and several organic solvents.*
The high boiling point of 218 °C allows for a broad range of
operational temperatures. Reactions were carried out at 90 °C
for a standard reaction time of 6 hours, using 10 mmol of
HCOOH and 0.1 mol% catalyst (10 pmol) in 20 mL of solvent.
We first explored the performance of Mo(u)-1 as well as Mo(1)-2
and Mo(1)-3 chloro derivatives having different substituents at
the phosphorus atoms of the PNP ligand, either Ph 1, iPr 2 or Cy
3, (Table 1, entries 1 to 3). It is evident that with Mo(u) and less
electron donating phenyl groups 1 a much lower catalytic
activity, in terms of volume of evolved gas (entry 1, 12 mL), is
obtained compared to Mo() and isopropyl substituents (2, entry
2,154 mL). The improvement brought about by switching from
Mo(u) to Mo(1) and to a more electron rich ligand is however far
less significant with Cy groups (3, entry 3, 36 mL). Gas evolution
rate in the presence of catalyst 2 becomes slightly faster after
pretreatment with NaHBEt; (154 mL, entry 2 vs. 181 mL, entry 4)
which hints towards an active Mo(0) complex. Indeed, activity
increased when the preformed catalyst 4 (Entry 5, 416 mL) was
directly used. The corresponding high catalytic activity is
retained and slightly improved when the preformed formate

Chem. Sci., 2021, 12, 13101-13119 | 13103
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Scheme 2 Mo—-PNP complexes tested in the dehydrogenation of HCOOH.

complex 5, obtained by stoichiometric reaction of 4 with
HCOOH, (vide infra) is used instead of its acetonitrile precursor
4 (Entry 6, 431 mL).

The amount of evolved gas is decreased by a factor of two
when the Mo(0) catalyst with cyclohexyl substituents 6 instead
of isopropyl ones 4 is used (entry 7, 230 mL). It is worth
mentioning that the phenyl substituted analogue of 4 with
a labile CH3;CN ligand is not accessible through the same
synthetic procedure from [Mo(CO),(PPh;),(CH;CN),] and
HN(CH,CH,PPh,), affording 7 instead, which retains one PPh;
ligand in the metal coordination sphere.** This catalyst showed
quite modest activity (entry 8, 55 mL). Based on these results,
catalysts 4 and 5 were chosen for further screening. Because of
the selected reaction temperature and the very poor solubility of
catalyst 4 at room temperature, increasingly polar and high
boiling solvents were tested such as N-methyl-2-pyrrolidone
NMP (entry 9, 24 mL), dimethylsulfoxide DMSO (entry 10, 2.0
mL) and propylene carbonate PC (entry 11, 27 mL). However,
almost no activity was recorded in these solvents. On the other
hand, good activity, albeit lower than that in triglyme, was
observed in toluene, where 4 (entry 12, 300 mL) and 5 (entry 13,
278 mL) were equally efficient. To our surprise, the ratios of the
evolved gases H, and CO, in toluene differed from those ob-
tained in triglyme and were well below 1 (0.70 with 4, entry 12
and 0.67 with 5, entry 13) suggesting that HCOOH dehydroge-
nation might not be the only process taking place in toluene
solution. This prompted us to check the solution content for
possible by-products after the reaction was stopped. Interest-
ingly, methanol and methyl formate were found in solution to
a significant extent. This can be explained by HCOOH dispro-
portionation taking place besides dehydrogenation. From this
point on, we focused on toluene as solvent and the reaction set
up was reconsidered to minimize losses of the low boiling
products with the stream of evolving gases. Therefore, the
reactions were conducted in reactors fitted with two
condensers, one on top of the other, both cooled to —5 °C with
a circulating antifreezing liquid supplied by a cryostat. To
assess the efficiency of this setup, for selected experiments
a cooling trap was added to collect and quantify if any traces of
products were lost with the stream of gases (Fig. SI-41).

13104 | Chem. Sci., 2021, 12, 13101-13119

The results, including the volume of generated gas (H, +
CO,) and the amounts of produced MeOH and methyl formate,
are reported in Table 2. The MeOH selectivity's obtained with 4
and 5 are 6.3 and 9.5%, respectively (Table 2, entries 1 and 2),
suggesting a superior performance of the formate complex 5 as
to HCOOH disproportionation. The MeOH selectivity provided
by 5 is almost comparable to that reported by Goldberg with her
iridium-based catalyst, 12%,* but inferior to that reported by
Parkin with stoichiometric amounts of molybdenum, 21%.>
However, in both cases, HCOOH decomposition was carried out
in a closed vessel. Due to the developing hydrogen partial
pressure, HCOOH dehydrogenation should be hampered. The
turnover number (TON) for MeOH generation applying catalyst
5 was calculated to be 29, the turnover frequency (TOF) 4.8 h™.
Thus, already at this non-optimized state, catalyst 5 was

Table 1 HCOOH dehydrogenation promoted by Mo-PNP pincer
complexes: exploratory experiments”

Entry  Catalyst  Solvent Vol, , [mL]  Volg , [mL]  H,/CO,”
1 1 Triglyme 5.6 12 1.3
2 2 Triglyme 58 154 0.98
3 3 Triglyme 15 36 1.6
4° 2 Triglyme 71 181 0.94
5 4 Triglyme 176 416 0.86
6 5 Triglyme 179 431 0.83
7 6 Triglyme 48 230 0.91
8 7 Triglyme 26 55 1.3
9 4 NMP 12 24 1.6
10 4 DMSO 1.1 2.0 2.7
11 5 PC 7.2 27 1.9
12 4 Toluene 226 300 0.70
13 5 Toluene 236 278 0.67

“ General conditions: HCOOH 10 mmol, catalyst 10 pmol, solvent 20
mL, 90 °C, 6 h. The experiments were performed at least twice (except
entries 1, 3 and 10), standard deviations are 1 to 12% of the average
for experiments with volumes >75 mL and up to 44% for lower
volumes. The volumes of evolved gas are as measured, values are not
corrected for blank volumes (Fig. SI-12). ? Calculated ratio based on
a gas sample taken in between reflux condenser(s) and gas burette,
unequal distribution of H, and CO, cannot be excluded (SI3).
¢ Catalyst 2 was pretreated with one equivalent of NaHBEt;.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Table2 HCOOH dehydrogenation and disproportionation promoted by M—PNP pincer complexes (M = Mo, Ru, Ir, Mn and Fe) and Mo triphos®

Entry  Catalyst  Gas volume® [mL]  MeOH [umol] ~ HCOOMe [umol] ~ MeOH yield® (%)  MeOH selectivity? (%)  Conversion® (%)
1 4 295 <5 194 5.8 6.3 94
2 5 272 23 267 8.6 9.5 94
3 8 291 31 184 6.4 7.2 91
4 1 0 n.d. n.d. — — 0

5 2 265 <5 126 3.9 <5.3 74
6 3 30 n.d. 5.0 0.15 1.5 9
7 6 299 n.d. 203 6.0 7.2 86
8 10 347 n.d. n.d. — — 89
9 11 14 n.d. n.d. — — 5.1
10 12 67 n.d. n.d. — — 21
11 13 14 n.d. n.d. — — 8.4
12 14 0 n.d. n.d. — — 0
13 15 10 n.d. <3.4 <0.10 <1.5 7.4

“ General conditions: HCOOH 10 mmol, catalyst 10 pmol, toluene 20 mL, 90 °C, 6 h. ? Calculated after correctlng volumes of evolved gases by blank

volume (5.4 mL). ¢

Yield is calculated as follows {[(mmol MeOH + mmol MF) x 3]/10 mmol HCOOH} x 100.

4 See SI2 for calculation of selectivity.

¢ Based on recovered HCOOH. Each experiment was performed at least twice, standard deviations of yields and selectivity are 1 to 25% of the average
(except for entry 5 : 37 and 38% for MeOH yield and selectivity respectively). Besides the listed products traces of CO were detected (Table SI-3 and

Fig. SI-13).

outperforming the only reported non-noble metal complex used
so far (Scheme 1, E). Moreover, it was also faster than the re-
ported iridium catalysts (Scheme 1, A and B and Scheme SI-17).
Therefore, we deemed our initial results encouraging and we set
out to find experimental conditions to improve selectivity and
yield in MeOH/methyl formate. Remarkably, even catalyst 8,
which can be formally derived from 4 by replacing acetonitrile
with CO, a product of HCOOH dehydration and potential
poison for the catalyst, showed activity (Table 2, entry 3)
comparable to that of 4. The other available Mo-PNP complexes
1, 2, 3 and 6 were also tested in toluene (Table 2, entries 4 to 7):
the same trend in triglyme with respect to the influence of the
metal oxidation state, availability of an easily displaced ligand
and substituents at phosphorus on catalyst performance was
observed in toluene, confirming 4 and 5 as catalysts of choice
for further investigations. Additionally, we considered whether
the ability to promote HCOOH disproportionation beside
dehydrogenation is characteristic for molybdenum or might be
instead achieved with other metals supported by the aliphatic
PNP ligand (Scheme 3). Thus, pincer complexes of Ru, 10,* Ir,
11, 3 Mn, 1232 as well as Fe, 13 ***" and 14,% were selected which
would require no additive to generate an active catalytic species
(Scheme 3). However, under the applied reaction conditions,
only the ruthenium catalyst 10 promoted HCOOH dehydroge-
nation (Table 2, entry 8, total evolved gas volume 347 mL) but in
no case methanol or methyl formate were detected. Because of
the positive results obtained by Cantat with the Ru-triphos,***
we also prepared a Mo(0)-triphos complex 15 analogous of 4,
which however proved to be totally inactive (Table 2, entry 13).

Based on these results we defined the standard reaction
conditions (HCOOH 10 mmol, catalyst 4 or 5 10 pmol, toluene
20 mL, 90 °C, 6 h) which were then systematically varied to
evaluate the response to reaction parameters.

We first addressed the effect of temperature, as this might
have a significantly different influence on the two competing
processes and HCOOH disproportionation should be favoured

© 2021 The Author(s). Published by the Royal Society of Chemistry

at lower temperature (eqn (1) vs. eqn (3)). As shown in Table 3,
using 10 mmol of HCOOH in 20 mL toluene and 10 pmol of
catalyst, the temperature was varied from 70 °C to 110 °C. In the
latter case the reaction was carried out in p-xylene, to minimise
solvent evaporation and product loss with the gas stream.

As expected, formic acid dehydrogenation increased with
increasing temperature going from 69 mL at 70 °C (Table 3,
entry 1) to 318 mL at 110 °C (Table 3, entry 6). The same general
trend was observed for MeOH yield, but, contrary to expecta-
tions, MeOH selectivity was highest at the highest temperature
tested, 110 °C, 13% (Table 3, entry 6) corresponding to a 12%
yield and a TON of 41. The trend in MeOH selectivity though is
not clear cut. The reaction temperature also affected the
formation of CO, as the detected ratio H, to CO varied within
the range of 133 (at 70 °C, Table SI-4,} entry 1) and 3539 (at
110 °C, Table SI-4,} entry 6).

We then studied the influence of the catalyst concentration
on the reaction carried out at 90 °C (Table 4).

The concentration of catalyst 5 was varied between 0.25 mM
and 2.5 mM, corresponding to a HCOOH/catalyst ratio ranging

H, HBH, . HBH,
(le | WPiPry <N/,,/_ lx\\\PlPrz N,, M‘ WPPr,
| \co il l\co } ~co
fPf2 iPr, ’Prz do
10 1 12
H, HBH, H. OC(O)H
] PPh,
<N,,, i PPy <N/,, \\\P/P"z PhyP, | WCO
- e
1 co "Sco P* | “*NCCH,
lPr2 lPr2 Phy
H co
13 14 15

Scheme 3 M-PNP complexes, M = Ru, Ir, Mn, Fe, Mo tested in the
disproportionation of HCOOH.
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Table 3 Influence of temperature on Mo—PNP promoted HCOOH disproportionation®

Entry T(°C) Catalyst Gas volume’ [mL] MeOH [umol] HCOOMe [umol] MeOH yield® (%) MeOH selectivity? (%) Conversion® (%)
1 70 4 69 n.d. 79 2.3 5.6 46

2 80 4 173 11 136 4.4 7.5 59

3 90 4 295 <5 194 5.8 6.3 94

4 90 5 272 23 267 8.6 9.5 94

5 100 4 297 n.d. 147 7.4 8.4 90

6 110 5 318 n.d. 407 12 13 95

% General conditions: catalyst 10 pmol, HCOOH 10 mmol, toluene 20 mL, 90 °C, 6 h. b volumes of evolved gases are corrected by blank volume (5.4
mL). ¢ Yield is calculated as follows {[(mmol MeOH + mmol MF) x 3]/10 mmol HCOOH} x 100. ¢ See SI2 for calculation of selectivity. ° Based on
recovered HCOOH. / p-Xylene used as solvent. Each experiment was performed at least twice, standard deviations of yields and selectivity are 1 to
31% of the average (except for entry 2 : 36% for yield MeOH) Besides the listed products, traces of CO were detected (Table SI-4 and Fig. SI-14).

Table 4 Influence of catalyst concentration on Mo—PNP promoted HCOOH disproportionation®
Catalyst

Entry [mM] Gas volume” [mL] MeOH [umol] HCOOMe [umol] MeOH yield® (%) MeOH selectivity’ (%) TON Conversion® (%)
1 0.25 259 13 136 4.5 6.0 30 74

2 0.5 272 23 267 8.6 9.5 29 94

3 1 325 28 338 11 12 18 92

4 1.5 303 17 410 13 14 14 94

5 2.5 298 24 473 15 16 10 96

“ General conditions: catalyst 5, [HCOOH] = 0.5 M, HCOOH 10 mmol, toluene 20 mL, 90 °C, 6 h. * Volumes of evolved gases are corrected by blank
volume (5.4 mL). ¢ Yield is calculated as follows {[(mmol MeOH + mmol MF) x 3]/10 mmol HCOOH} x 100. ¢ See SI2 for calculation of selectivity.
¢ Based on recovered HCOOH. Each experiment was performed at least twice, standard deviations of yield and selectivity are 0.3 to 34% of the

average (except for entry 1 : 42% for yield MeOH). Beside the listed products, traces of CO were detected (Table SI-5 and Fig. SI-15).

from 2000 to 200 respectively. MeOH yield and MeOH selectivity
greatly improved when the catalyst concentration was increased
from 0.25 mM (Table 4, entry 1, 4.5% and 6.0% respectively) to
0.5 mM (Table 4, entry 2, 8.6% and 9.5% respectively). Both
improved further, although less dramatically, up to 15% and
16% respectively, at 2.5 mM catalyst concentration (Table 4,
entry 5). The variation in the total evolved gas (H, + CO,) was
instead modest, within the range 259 mL (Table 4, entry 1, 5
0.25 mM) - 298 mL (Table 4, entry 5, 5 2.5 M). An opposite trend
as for MeOH selectivity and yield was observed for the turnover
numbers which were highest at the lowest catalyst concentra-
tions (Table 4, entries 1 and 2) being 30 and 29, respectively.
HCOOH concentration was varied between 0.125 M and
1.0 M at 90 °C while keeping catalyst 4 concentration constant at
0.5 mM (Table 5). Within this range MeOH yield and selectivity

Table 5

decreased, going from 13% and 15% respectively at [HCOOH]
0.125 M (Table 5, entry 1) to 2.1% and 6.1% at [HCOOH] 1 M
(Table 5, entry 4) as expected because of the decreasing catalyst
to substrate ratio (from 4 x 107> to 5 x 10™?).

The same trend, although less pronounced, was observed
applying catalyst 5: increasing the initial formic acid concen-
tration from 0.25 M to 0.5 M the MeOH yield and selectivity both
decreased from 11% and 12% respectively (Table 5, entry 5) to
8.6% and 9.5% (Table 5, entry 6). Such observation is opposite
to previous results with catalyst A (Scheme 1) as reported by
Goldberg.? The highest TON (29) was achieved in the experi-
ment applying 10 mmol formic acid (Table 5, entry 6).

To improve MeOH productivity it is necessary to favour
HCOOH reduction by hydride transfer to a protonated and thus
activated molecule of the acid. As documented in literature

Influence of HCOOH concentration on Mo—PNP promoted HCOOH disproportionation®

Entry HCOOH [M] Catalyst Gas volume? [mL] MeOH [umol] HCOOMe [umol] MeOH yield® (%) MeOH selectivity? (%) Conversion® (%)

1 0.125 4 68 8.5 97

2 0.25 4 161 <5 207
3 0.5 4 295 <5 194
4 1.0 4 217 n.d. 138
5 0.25 5 138 n.d. 181
6 0.5 5 272 23 267

13 15 91
13 15 90
5.8 6.3 94
2.1 6.1 34
11 12 90
8.6 9.5 94

“ General conditions: catalyst 10 pmol, toluene 20 mL, 90 °C, 6 h. ” Volumes of evolved gases are corrected by blank volume (5.4 mL).  Yield is
calculated as follows {[(mmol MeOH + mmol MF) x 3]/x mmol HCOOH} x 100. ¢ See SI2 for calculation of selectivity. ® Based on recovered
HCOOH. Each experiment was performed at least twice, standard deviations of yields and selectivity are 1 to 25% of the average. Besides the
listed products, traces of CO were detected (Table SI-6 and Fig. SI-16).
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precedents, the addition of either HBF,,> methanesulfonic acid***
or sulfuric acid®* indeed proved successful. In the present
system, however, the addition of a Brensted acid such as tri-
flimide, HN[S(O),CF;], ** shut down activity (Table SI-7,} entry 3).

The use of Al(OTf); was likewise detrimental.** In both cases
we deemed that the counter anion could, despite its low
nucleophilicity, interact with molybdenum and therefore
prevent catalytic turnover (Table SI-7, entry 4). While some
activity could be regained with B(CeFs); or LiBArF,*** it was
still poor compared to the standard conditions without additive
(Table SI-7,T entries 5 and 6).

Regardless of the experimental conditions applied, the gas
evolution curves show a sigmoidal trend, with an induction
period with very little observable activity. This catalyst pre-
activation becomes shorter at higher temperatures and at
110 °C it is almost completely erased (Fig. SI-147). This raised
the question whether the incubation period is required to
generate a homogeneous catalytic active species from the
catalyst precursor or to transform it into nanoparticles; thus,
whether the process is homogeneous or heterogeneous.*® Visual
inspection of the reaction did not reveal any noticeable
precipitate formation during this time although onset of activity
was marked by a colour change from the initial very pale yellow
to orange (Fig. SI-22t). The solution turned yellow again when
no further gas evolution could be measured. No activity was
observed when either Mo(0) powder (Table 6, entry 2) or
a combination of Mo(0) powder and one equivalent of the
ligand HN(CH,CH,PiPr,), (Table 6, entry 3) were used. Addition
of Hg did not halt gas evolution (Table SI-8,T entry 14).>” Nor was
it stopped by the addition of 0.2 equivalent of PPh; with respect
to the catalyst to the reaction solution (Table 6, entry 4). All
these observations suggest that nanoparticles are not formed
during the induction period and no heterogenous catalyst is
responsible for the observed activity.

View Article Online

Chemical Science

Interestingly, the addition of 0.2 equivalents of PPh;
improved MeOH yield (Table 6, entry 4, 11%), selectivity (12%)
and TON (37 vs. 29) as to the use of 5 alone (Table 6, entry 1). On
the other hand, the addition of excess PPh;, from 2 to 20, up to
100 equivalents (Table 6, entries 5, 6 and 7, respectively),
negatively affected the overall activity, which, however, is not
suppressed. In addition, selectivity in MeOH dropped as well,
from 12% with 0.2 eq. PPh; to 5.5% with 100 eq. (Table 6, entry
7). NMR evidence of the formation of a minor amount of
a transient Mo species, very likely coordinated both to the
pincer ligand and PPh; (*'P NMR (toluene-dg): 6 = 57.33 (d, Jpp
= 16.7 Hz, 2P); 6 = 41,76, (t, Jpp = 16.9 Hz, 1P)) was obtained
when the catalyst precursor, the Mo-formate complex 5, and
PPh; were heated at 90 °C in toluene-dg (Fig. SI-23,T spectra
b and c). Yet, even in the presence of 20 equivalents of PPh; this
species represents only 37% of the total phosphorus content
(excluding excess PPhs), shared with [MoPNP(CO);] 8 and a few
molybdenum hydrides. This made its isolation or character-
ization impossible. Its synthesis starting from the reaction of
the coordinatively labile Mo-ACN species 4 with PPh; also failed
in our hands. At this point we are not able to explain the origin
of the positive influence of added phosphine, which, in the
present case, preferentially affects disproportionation over
dehydrogenation. However, similar positive effects have been
reported for alcohol dehydrogenation and CO, hydrogenation
to dimethoxymethane promoted by Ru-MACHO%“ and Ru-
triphos catalysts respectively.*® In both cases the added phos-
phine was proposed to stabilize the catalyst in its active form,
hampering the formation of less active carbonylated species.

The experimental results reported above highlight how
MeOH selectivity is positively affected by high temperature,
high catalyst concentration and low formic acid concentration,
a dependence from reaction conditions opposite to that
observed in literature precedents, although in those cases

Table 6 Poisoning tests of Mo—PNP catalysts for HCOOH disproportionation®

Additive Gas volume” MeOH HCOOMe MeOH yield® MeOH selectivity? Conversion®
Entry  Catalyst  (eqq. to catalyst) [mL] [umol] [pumol] (%) (%) (%)
1 5 — 272 23 267 8.6 9.5 94
o/ Mo(0) — 0 n.d. n.d. 0 0 2
3¢ Mo(0) HN(CH,CH,PiPr,), 4.6 n.d. n.d. 0 0 0

(1)
4 5 PPh; (0.2) 269 21 347 11 12 93
5 5 PPh; (2.0) 245 24 226 7.5 8.2 93
6 5 PPh; (20) 234 16 213 6.8 7.7 90
7 5 PPh; (100) 202 8.5 144 4.6 5.5 82
8" 5 H,0 (50) 288 <5 313 9.3 11 88
9 5 HCOOMe (48.7) 317 19 549 2.4 2.8 84
10/ 5 — 283 6.2 249 7.6 9.2 85

% General conditions: HCOOH 10 mmol, catalyst 5 10 pmol, toluene 20 mL, 90 °C, 6 h. b Volumes of evolved gases are corrected by blank volume (5.4
mL). © Yield is calculated as follows {[(mmol MeOH + mmol MF) x 3]/x mmol HCOOH} x 100. ¢ See SI2 for calculation of selectivity. ¢ Based on
recovered HCOOH.” Mo(0) powder applied as catalyst (particle size < 100 nm). £ 50 umol Mo(0) powder and ligand HN(CH,CH,PiPr,), in 1 : 1 molar
ratio applied as catalyst (particle size <100 nm). ” Reaction time 4 h 30 min. * Reaction performed either in glass reactor or closed autoclave; in both
cases an additional cooling trap was applied to avoid loss of methyl formate during heating of the glass reactor and gas release from the autoclave.
7 Entry 10 is included for the sake of comparison. Each experiment was performed at least twice, standard deviations of yields and selectivity are 1 to
34% of the average (except entries 6, 7 and 9: up to 68% and 6%, respectively for MeOH yield and selectivity). Besides the listed products, traces of
CO were detected (Table SI-8 and Fig. SI-17).
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Fig. 1 5-Promoted dehydrogenation and disproportionation of
HCOOH: product distribution as a function of time using 10 pmol of
catalyst.

formic acid decomposition was carried out in closed vessels,
under the influence of the increasing pressure developed by
formic acid dehydrogenation and disproportionation. The
unexpected behaviour was corroborated by the results obtained
in an experiment carried out in order to monitor HCOOH
dehydrogenation/disproportionation and product distribution
as a function of time (Fig. 1 and Table 7). The reactions were
carried out under the standard conditions, at 90 °C, in toluene,
using 10 mmol of HCOOH and 10 pmol of catalyst 5, and were
stopped at 90, 180, 270 and 360 minutes. It is evident that,
under the applied conditions, the maximum variation in MeOH
concentration, including that of methyl formate, is observed
within the first 180 minutes (Table 7, entry 2). Within the first 90
minutes the TOF reached the highest value of 8.7 h™". The yield
in H, was 54% after 180 minutes (Table 7, entry 2) after which it
stayed substantially constant, while MeOH amount and selec-
tivity further increased, very likely a consequence of the reduced
concentration of formic acid. A similar trend was observed
when the reaction was carried out with 50 pmoles of catalyst 5
(Table SI-10 and Fig. SI-187). Here, because of the higher cata-
lyst concentration, the highest variations in H, and MeOH yield
are observed within 45 minutes, with a maximum MeOH
selectivity and TOF of 19% and 13 h™", respectively (Table SI-
10,} entry 1). At this time the proportion of free MeOH is quite
high, afterwards it is converted to methyl formate while the
overall selectivity did not change appreciably. Interestingly, the
H, yield does not increase above 56% applying catalyst 5.
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As both reactions, dehydrogenation as well as dispropor-
tionation, seem to stop although HCOOH is still present,
experiments were carried out to assess possible product inhi-
bition due to either water or methyl formate. The addition of
500 pmoles of H,O (Table 6, entry 8) slightly improved the
methanol yield under otherwise identical standard conditions
(Table 6, entry 10), thus excluding water as a possible catalyst
poison.* In contrast, when 487 pmoles of methyl formate were
added to a reaction vessel or an autoclave (Table 6, entry 9), only
small amounts of extra methyl formate were detected in the
reactor. However, formic acid conversion remained unchanged
(Table 6, entries 9 and 10, 84% vs. 85%): a result which can be
explained by increased HCOOH dehydrogenation, as judged by
the overall gas volume evolved (325 mL vs. 283 mL). For the
reactions according to entries 8 and 9 in Table 6 an additional
cooling trap was installed avoiding loss of methyl formate.

To improve selectivity in favour of MeOH, we explored the
possibility of carrying out HCOOH disproportionation in
a closed autoclave without and with added H, (initial over-
pressure) to reduce and eventually suppress the competing
HCOOH dehydrogenation. Experiments were performed under
the standard conditions while varying the initial H, pressure (0,
1 and 60 bars, Table 8). Performing the reaction in a closed
autoclave using either 10 or 50 umol of 5 (Table 8, entries 2 and
4, relative to reactions performed in open vessels entries 1 and
3) resulted in a pressure increase of 3.0 and 3.3 bars, respec-
tively, due to HCOOH conversion. Notably, MeOH yield and
selectivity improved in both cases when operating in a closed
system. Experiments with initial hydrogen overpressure were
performed using 10 pmoles of catalyst 5. While no change was
observed with just 1 extra bar hydrogen (compare Table 8,
entries 2 and 5), MeOH yield and selectivity were 19% and 37%
respectively and the TON reached 69 (Table 8, entry 6) when 60
bars of hydrogen were initially admitted into the autoclave.
Under these conditions, however, formation of MeOH by
HCOOH hydrogenation is very likely, in line with observations
by Laurenczy and Himeda when using iridium catalyst B
(Scheme 1) under comparable conditions.?* However complex 5
is not able to catalyse the direct hydrogenation of CO, to either
MeOH or HCOOH as observed when a mixture of H, and CO,
(35 : 15 bars) was heated at 90 °C in toluene (20 mL) for 24 h in
the presence of 5 (10 pmol).*

In the system under investigation, two catalytic processes are
taking place at the same time: HCOOH dehydrogenation and

Table 7 5-Promoted HCOOH disproportionation, product distribution as a function of time — 10 umol catalyst®

Entry Time (min) H,” (mmol) H, yield® (%) MeOH [umol] HCOOMe [umol] MeOH Yield* (%) MeOH selectivity” (%) TON Conversion® (%)

1 90 3.9 39 3.2 100
2 180 5.4 54 8.4 196
3 270 5.5 55 6.2 249
4 360 5.3 53 23 267

3.9 6.3 13 63
6.1 7.9 21 79
7.6 9.2 25 85
8.6 9.5 29 94

“ General conditions: HCOOH 10 mmol, catalyst 5 10 pmol, toluene 20 mL, 90 °C. ? For calculation see SI2.  Yield is calculated as follows {[(mmol
MeOH + mmol MF) x 3]/x mmol HCOOH} x 100. ¢ See SI2 for calculation of selectivity. ¢ Calculated based on recovered HCOOH. Each experiment
was performed at least twice, standard deviations of yields and selectivity are 0.1 to 19% of the average (except for entry 1:39% and 29%,
respectively, for MeOH yield and selectivity). Besides the listed products traces of CO were detected (Table SI-9).
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Table 8 Influence of closed system and added hydrogen on Mo—PNP promoted HCOOH disproportionation®
Gas volume

Entry Gas (overpressure?, bar) [mL] MeOH [umol] HCOOMe [umol] MeOH yield® (%) MeOH selectivity? (%) TON Conversion® (%)
1 Ar (0) 272 23 267 8.6 9.5 29 94

2 Ar(o) 272 47 352 12 13 39 96

3¢ Ar(0) 285 5.0 503 15 17 10 95

4" Ar(0) 290 97 563 20 21 13 99

5{ H, (1) — 20 365 11 13 38 91

& H, (60) — 44 647 19 37 69 62

“ General conditions: all reactions, except those of entries 1 and 3, were performed in autoclaves; HCOOH 10 mmol, catalyst 5 10 pmol, toluene 20
mL, 90 °C, 6 h. ? Initial pressure at room temperature. ¢ Yield is calculated as follows {[(mmol MeOH + mmol MF) x 3]/x mmol HCOOH} x 100.
 See SI2 for calculation of selectivity. © Based on recovered HCOOH./ By the end of the reaction, the overall pressure had increased by 3.0 bar.
¢ Catalyst 5 50 pmol, 4 h. h Catalyst 5 50 pmol, 4 h, by the end of the reaction, the overall pressure had increased by 3.3 bar. ‘ By the end of the
reaction, the overall pressure had increased by 2.6 bar.’ By the end of the reaction, the overall pressure had increased by 6.4 bar. The
experiments, except those in entries 2 and 4, were performed at least twice, standard deviations of MeOH yield and selectivity are 3 to 17% of
the average, except for entry 6 (40% and 30%, respectively). Besides the listed products, traces of CO were detected (Table SI-11 and Fig. SI-19).

disproportionation. Experimental evidence and a perusal of
literature on the topic suggests two steps common to both: (1)
formation of a metal hydride formate species, arising from
interaction of the catalyst precursor with HCOOH, followed by
(2) formate decarboxylation through B-hydride transfer to the
metal with generation of a metal dihydride species. Selectivity
in favour of either process is determined at the next stage: the
metal dihydride species may release a hydrogen molecule
(dehydrogenation), either through dihydrogen reductive elimi-
nation or protonation by HCOOH, with regeneration of the
metal hydride formate species. NH proton-assisted dehydroge-
nation, while not mandatory, may also be operative using
catalyst 5, thus favoring dehydrogenation over disproportion-
ation. Alternatively, a hydride may be transferred to an
activated/protonated molecule of HCOOH which is so reduced
to methanediol (disproportionation). The latter is then dehy-
drated to formaldehyde which is in turn reduced to methanol
through the same hydride transfer mechanism. Depending on
the catalytic system and the reaction conditions, either formate
decarboxylation or the following step, hydrogen release for
dehydrogenation or hydride transfer for disproportionation
may be the rate determining step. Inspired by literature prece-
dents,***** we carried out a series of experiments based on the
results of which we propose a plausible general mechanism for
the present system as illustrated in Scheme 4.

In the scheme, HCOOH decarboxylation is also accounted
for, as this process accounts for one of the catalysts resting
states (vide infra). In the presence of a large excess of HCOOH,
catalyst precursor 4 is converted within minutes at room
temperature to new hydride species as suggested by two triplets
in the "H NMR spectrum (toluene-dg) at 6 = —4.16 ppm (Jup =
28.9 Hz) and 6 = —5.16 ppm (Jyp = 29.7 Hz) in a 2 : 1 ratio,
correlated to two singlets in the same ratio in the *'P{'H}
spectrum at 6 = 67.1 ppm and ¢ = 66.8 ppm respectively, which
suggests the equivalence of the phosphorus donors in both
species (Fig. 2, a and SI8T).

One of the two hydrides (0 = —4.16 ppm (Jup = 28.9 Hz)
could be unambiguously identified as the Mo-formate species 5.
Regarding the other hydride at 6 = —5.16 ppm (Jyp = 29.7 Hz),

© 2021 The Author(s). Published by the Royal Society of Chemistry

we postulate either the formation of an isomer of 5 or a Mo(wv)
dihydride arising from 5 following its further protonation made
possible by the large excess of HCOOH. Interestingly, this
species was no longer observable once all HCOOH had been
consumed (Fig. 2b). Complex 5 was prepared by addition of 1.2
equivalents of HCOOH to 4 in toluene at room temperature. The
reaction was very selective and only one species was observed,
which could be easily isolated and purified for complete char-
acterization. Its solid-state structure could be established by X-
ray analysis. Protonation of 4 by HCOOH affords the 7-coordi-
nated Mo(u)-complex 5 which adopts a pentagonal bipyramid
coordination (Fig. 3).** The PNP ligand is equatorial, one CO
molecule and one hydride complete the set of ligands in the
shared plane, although the hydride sits slightly above it. The
second CO and the formate ligand occupy the axial positions,
with the formate ligand cis to the hydrogen on the nitrogen.
Notably, an intermolecular hydrogen bond between these
groups is present in the solid state. 5 is relatively stable in the
solid state: after exposure to air for two hours, the sample shows
a slight change in colour but its solution 'H and *'P NMR
spectra reveal no difference as to those of a sample kept under
argon. Nonetheless, we suggest keeping 5 under argon for
prolonged storage.

Under standard reaction conditions, 5 afforded better cata-
lyst performance compared to 4 which, being extremely air
sensitive, must be handled in the glove box and is liable to
degradation (which might explain the inferior performance as
to 5). Therefore 5 is a convenient, easy to handle substitute for 4.
5 is also the predominant hydride species observed in toluene-
ds solution in the presence of excess HCOOH when the sample
is heated to 90 °C directly in the NMR instrument probe and
both H, and MeOH are also detected (SI9, Fig. SI-25%). After
HCOOH has been consumed, 5 is still present in solution sug-
gesting it might be a catalyst resting state (Fig. 2b). The other
species observed both during and after catalysis (*'P{"H} NMR
spectrum at 6 = 75.9 ppm) could be identified as [MoPNP(CO);]
8, by comparison of its spectroscopic features with an inde-
pendently synthetized sample.”** This species arises from
dehydration of 5, following formate decarbonylation,** as could

Chem. Sci., 2021, 12, 13101-13119 | 13109
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Scheme 4 Proposed mechanisms for HCOOH dehydrogenation (red), disproportionation (blue) and decarbonylation (green) promoted by 5.
Evidence for the formation of a Mo(v) species is based on the detection by NMR of H, and HD following addition of DCOOD to Mo(H),, species

(see Fig. SI-31}).

be demonstrated by thermal decomposition  of
[MoH(PNP)(C0),0"*COH] '*C-5, a sample of 5 isotopically
labelled at the formyl group (SI9, SI10t). However, we did not
observe the formation of water or that of a species formally
arising from H,O oxidative addition to molybdenum although
the formation of water is expected by stoichiometry.

As shown in Table 2, entry 3, also complex 8 is catalytically
active. Its performance under standard reaction conditions in
terms of hydrogen and MeOH production is in between that of 4

1310 | Chem. Sci., 2021, 12, 1310113119

and 5, thus suggesting a common catalytically active species,
regardless of the catalyst precursor used. As long as excess
HCOOH is present in solution, 8 does not represent a dead end
in catalysis (Scheme 4, green cycle): protonation affords 16-
OCOH whose reduced electron density at the metal labilizes
coordinated CO ligands.

Upon heating, one CO molecule is lost thus regenerating 5
and, from this, the catalytic active species (SI13t). Further
evidence in support of the decisive role played by protonation

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 H and *'P{*H} NMR spectra of a toluene-dg solution of {Mo(CH3CN)(CO),(HNI(CH,CH,P(CH(CHs),)5l5} 4 in the presence of 100
equivalents of HCOOH ([Mo] 1072 M, [HCOOH] 1 M), before (a) and after heating at 90 °C for 1 hour (b). Spectra were recorded at room

temperature. Signals related to complex 5 are marked by red dots.

stems from the observation that 8 is not able to promote cata-
lytic hydrogenation of carbonyl compounds and amides.”®
Because in the reaction with 8 an excess of HCOOH is necessary
to completely shift the equilibrium towards 16-OCOH, the latter
could not be obtained as an analytical pure sample. Further
evidence in support of its identity though was obtained by
comparing its spectroscopic properties with those of the anal-
ogous 16-BF,, obtained by protonation of 8 with just one
equivalent of the strong acid HBF, (Fig. SI-33 and SI-3471).*” The
solid-state structure of 16-BF, is shown in Fig. 4. If *C-5 is
heated up to 90 °C without any added HCOOH, the NMR spectra
of the solution show the presence, of unconverted *C-5 and
exclusively labelled at CO '*C-8. Besides, new molybdenum
hydride species emerge [Mo(PNP)(CO),(H),], the hydrides of
which resonate in the range —4.0 and —6.0 ppm (SI10, Fig. SI-
26, -28 and -29%) which all exhibit similar spectroscopic prop-
erties but the exact structure of which could not be determined.

V04

Fig. 3 Molecular structure of {Mo(H)(OCOH)(CO),[HN(CH,CH>-
P(CH(CH=),),),1} 5. Displacement ellipsoids correspond to 30% prob-
ability. Carbon-bound hydrogen atoms of the PNP ligand are omitted
for clarity.

© 2021 The Author(s). Published by the Royal Society of Chemistry

None appears to be an isomer of **C-5 and therefore they are
believed to arise from B-hydride transfer to the metal from the
coordinated formate in '*C-5. Their hydride peaks all show
a single well-defined triplet, the intensity of which cannot be
compared to any other signal in the spectrum to establish
whether it corresponds to one or two hydrogens.** Low
temperature spectra recorded down to —76 °C did not help
clarify this point (Fig. SI-307). No signal for dihydrogen at § =
4.5 ppm could be observed suggesting no further evolution of
such species by dihydrogen release. Yet, they quickly and
quantitatively react with HCOOH at room temperature to
regenerate 5 (SI12, Fig. SI-32f). Gas evolution is observed
together with a tiny peak for hydrogen in the 'H spectrum. If
DCOOD is used instead,* both H, and DH are detected,*® sug-
gesting the formation of a transient Mo(wv) species (SI11}).*
Such species arises from protonation of the Mo-hydride species
either at the metal or at the hydride: in the latter case, through

structure  of
P(CH(CH=),),),1}BF4 16-BF,4. Displacement ellipsoids correspond to
30% probability. Carbon-bound hydrogen atoms and the BF4 anion are
omitted for clarity.

Fig. 4 Molecular {Mo(H)(CO)3[HN(CH,CH5-

Chem. Sci., 2021, 12, 1310113119 | 13111
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Fig. 5 Left: time course of generated gas volume through dehydrogenation and disproportionation of formic acid and its partially and fully
deutero-substituted derivatives with 5 under the standard reaction conditions: HCOOH 10 mmol, catalyst 5 10 umol, toluene 20 mL, 90 °C, 6 h.
Gas volumes are not corrected by blank values. Right: amount of formed products, methanol, methyl formate, partially and fully deuterated

counterparts.

the reversible isomerization of the initially formed non-classical
[Mo(m)H,(n-H,) to Mo(1v)H,,+5].*®

According to our mechanistic proposal, the Mo hydride
species generated from 5 decarboxylation are the key to HCOOH
disproportionation (blue cycle) as well: they reduce the
protonated HCOOH® by hydride transfer to give methanediol
which is subsequently dehydrated to formaldehyde. The latter is
then further reduced to MeOH. If hydride transfer from the
metal occurs to HCOOH,", a protonated and thus activated
molecule of formic acid, then it does not require coordination
of the substrate to the metal and can be regarded as an example
of catalytic ionic transfer hydrogenation.*® Indeed 5 is able to
promote the stoichiometric and quantitative reduction of
benzaldehyde to benzylalcohol at room temperature if a strong
acid such as HBF, is used (SI147). The reaction requires heating
if HCOOH is used instead as the proton source, (SI157). The
detection of 5 in the presence of excess HCOOH even at 90 °C
suggests that B-hydride elimination to generate a reactive
molybdenum hydride species, key to both dehydrogenation and
disproportionation, is a slow process. We have carried out
catalytic experiments under the standard reaction conditions
using isotopomers of HCOOH. The observed KIE is a composite
of the KIE of both dehydrogenation and disproportionation and
is therefore difficult to disentangle. Yet it is evident, when
comparing the gas evolution curves (Fig. 5), that the drop in
activity brought about by using DCOOH in place of HCOOH is
higher than that observed with HCOOD.

Table 9

We could not establish the relative amounts of H,, DH and
D, in the gas phase and therefore the selectivity in the two
processes. However, the highest MeOH yield is obtained using
HCOOD, 10%, as compared to 8.6% with HCOOH (Table 9). The
lowest one, 2.8%, is recorded with DCOOD. Himeda and Lau-
rency observed the highest yield with HCOOH/D,O using the
iridium catalyst B (Scheme 1) at atmospheric pressure: they
could also establish a trend in MeOH selectivity which
increased from 2.1% in H,0O/H,SO, to 4.0-4.5% in D,0/D,S0O,.
Their findings are explained with the slower generation of H,
(or HD/D,) in the latter case, as protonation of an iridium-
hydride species is the slow step for their system.*** At variance
to our system, they observed almost no influence on the reac-
tion rate with deuteration of the formyl site H-COOH.

Catalyst 5 is an 18-electron coordinatively saturated species.
HCOOH dehydrogenation usually entails decarboxylation of the
coordinated formato either through B-hydride elimination or,
alternatively, through dissociation of the latter and subsequent
hydride transfer from the free formate.”* In the former case,
a vacant coordination site for the incoming hydride cis to the
formato ligand is required. Labilization of a coordinated CO
may ease this process and the formation of a reactive molyb-
denum hydride species. Therefore, we carried out a catalytic
experiment using two equivalents Me;NO (to the catalyst),
under otherwise standard conditions.

Me;NO-assisted decarbonylations are generally thought to
occur via oxygen atom transfer to the carbonyl carbon atom

Influence of HCOOH deuteration on Mo-PNP promoted HCOOH decomposition®

Entry HCOOH isotopomers Gas volume” [mL] MeOH [umol] HCOOMe [umol] MeOH yield® (%) MeOH selectivity? (%) Conversion® (%)

1 HCOOH 272 23 267 8.6 9.5 94
2 HCOOD 222 64 288 10 — 97
3 DCOOH 187 18 162 5.4 — 90
6 DCOOD 92 n.d. 95 2.8 — 63

“ General conditions: formic acid 10 mmol, catalyst 5 10 umol, solvent 20 mL, 90 °C, 6 h. b calculated after correcting volumes of evolved gases by
blank volume (5.4 mL). © Yield is calculated as follows {[(mmol MeOH + mmol MF) x 3]/x mmol HCOOH} x 100. ¢ See SI2 for calculation of
selectivity. ¢ Based on recovered HCOOH isotopomers (Table SI-12). Because of technical limitations, it was not possible for HCOOD, DCOOH
and DCOOD, to detect and quantify HD and D,, and therefore to establish the exact composition of the gas phase and the selectivity in MeOH
for entries 2, 3 and 4.

13112 | Chem. Sci., 2021, 12, 13101-13119 © 2021 The Author(s). Published by the Royal Society of Chemistry
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Table 10 Catalyst activation — Influence of MesNO*

Additive (eq.

Entry  to catalyst) Gas volume? [mL] MeOH [umol] HCOOMe [umol] MeOH yield® (%) MeOH selectivity? (%) Conversion® (%)
1 — 272 23 267 8.6 9.5 94
2 Me;NO (2) 287 61 315 11 13 93

“ General conditions: HCOOH 10 mmol, catalyst 5 10 umol, toluene 20 mL, 90 °C, 6 h. ? Calculated after correcting volumes of evolved gases by
blank volume (5.4 mL). ° Yield is calculated as follows {[(mmol MeOH + mmol MF) x 3]/x mmol HCOOH} x 100. ¢ See SI2 for calculation of
selectivity. ¢ Based on recovered HCOOH. Each experiment was performed at least twice, standard deviations of MeOH yield and selectivity are,
respectively, 16% and 17% for entry 1 and 47% and 49% for entry 2. Besides the listed products, CO was detected (Table SI-13 and Fig. SI-20).

which is then released from the metal coordination sphere as
CO,.**> Following the addition of Me;NO, the yield and selec-
tivity in MeOH improved from 8.6 to 11.0% and from 9.5 to
13%, respectively as to the standard conditions. We did not
attempt to isolate the complex(es) arising from 5 decarbon-
ylation but the altered reactivity in favour of disproportionation
might be explained by a change in the Mo-hydride(s) hydricity
with the changes in the metal coordination sphere (Table 10).>

Finally, we tried to assess whether the PNP ligand supporting
the Mo complex is directly involved in the elementary steps of
the catalytic processes or not. Because of the presence of
a protic NH ligand fragment, we wondered whether the catalyst
might be operating through a bifunctional mechanism, in
which the ligand nitrogen function as a H' donor and the
resulting amido bond N-Mo as a H' acceptor.”® It is well-
established that the possibility of such mechanism positively

@02

Fig. 6 Molecular structure of {Mo(H)(CO),(CH3CN)[CHzN(CH,CH>-
P(CH(CH=),),),1} 9. Displacement ellipsoids correspond to 30% prob-
ability. Hydrogen atoms are omitted for clarity.

affects (de)hydrogenation and transfer (de)hydrogenation
reactions in which hydrogen atoms are involved. In the present
case, catalysis takes place under acidic conditions and ligand
deprotonation at nitrogen does not constitute a prerequisite for
catalyst turnover. The bifunctional mechanism has been
recently revised showing that NH or NM bonds are not cleaved
or formed during catalysis in several cases.* Yet the presence of
a hydrogen at nitrogen serves to stabilize the transition state of
rate-determining steps through the formation of N-H---O
hydrogen-bonding interactions between the ligand and the
substrate, so that a metal ligand-assisted mechanism is opera-
tive (Dub-type mechanism®). Alkylation of the H-N group on
the ligand backbone may negatively affect and ultimately shut
down catalysis if such stabilization is operative and very effec-
tive. Under certain conditions, activity can even improve.*® In
the present case, when the N-methylated Mo-complex 9 (Fig. 6)
was applied for HCOOH conversion under the standard reac-
tion conditions (Table 11, entry 2) activity was retained although
with about 16% less total evolved gas volume as compared with
5 (Table 11, entry 1), thus proving that a hydrogen at the ligand
nitrogen is not mandatory for catalysis. Noteworthy, the effect
on dehydrogenation and disproportionation is quite different:
methylation of the ligand nitrogen reduces the yield in H, from
53% to 41%, but the yield, selectivity and TON for MeOH
improve, from 8.6%, 9.5% and 29, respectively, with 5 (Table 11,
entry 1) to 17%, 22% and 55, respectively, with 9 (Table 11, entry
2).

Thus, catalyst 9 combines a high MeOH yield and selectivity
with the highest TON observed so far for a non-noble metal-
based catalyst in HCOOH disproportionation to methanol.

It has been shown that the hydrogen at the nitrogen of the
supporting ligand may help lower the kinetic barrier for H,

Table 11 Effect of N-methylation on Mo—PNP promoted HCOOH disproportionation®

Entry [Mo] Gas vol? (mL) H,° (mmol) H, yield® (%) MeOH [umol] HCOOMe [umol] MeOH Yield? (%) MeOH selectivity’ (%) TON Conversion/ (%)

1 5 272 5.3 53 23 267
2 9 227 4.1 75l n.d. 575
3 9 229 4.2 42 6.8 520
4" 9 253 4.5 45 n.d. 649

8.6 9.5 29 94
17 22 55 83
16 20 26 82
19 30 57 70

“ General conditions: HCOOH 10 mmol, catalyst 10 pmol, toluene 20 mL, 90 °C, 6 h. b calculated after correcting volumes of evolved gases by blank
volume (5.4 mL). ¢ For calculation see SI2. ? Yield is calculated as follows {[(mmol MeOH + mmol MF) x 3]/x mmol HCOOH} x 100. ¢ See SI2 for
calculation of selectivity.” Based on recovered HCOOH. ¢ catalyst 20 yumol. " Experiment performed for 9 hours. Each experiment was performed at
least twice, standard deviations of yields and selectivity are 15-24% of the average. Besides the listed products, CO was detected (Table SI-14 and
Fig. SI-21).

© 2021 The Author(s). Published by the Royal Society of Chemistry Chem. Sci,, 2021, 12, 13101-13119 | 13113
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release from the metal catalyst by acting as a proton shuttle.?”
Its replacement with a methyl as in 9 would then indirectly
favour HCOOH disproportionation over dehydrogenation. On
the other hand, ligand methylation may increase electron
density at molybdenum and increase the hydride donor ability
of 9-derived hydrides, thus promoting formic acid reduction.>**
By doubling the catalyst amount from 10 to 20 umol (Table 11,
entry 3) almost the same results were obtained, while extending
the reaction time to 9 hours slightly improved MeOH yield,
selectivity and TON (Table 11, entry 4).

Conclusions

In the present investigation the catalytic disproportionation of
formic acid in the presence of non-noble metal complexes has
been realized for the first time. In general, this transformation
allows for an alternative access of methyl formate and methanol
from renewable resources. Specifically, molybdenum (0)
complexes with aliphatic aminophosphine pincer ligands
promote formic acid dehydrogenation with hydrogen yields up
to 56% (catalyst 5). Parallel to formic acid dehydrogenation,
formic acid disproportionation takes place with a MeOH
selectivity up to 21%. This latter process is improved utilizing
the N-methylated complex 9 (TON = 57; MeOHjcjectivity: 30%).
Selectivity (37%) and catalyst performance (TON = 69) could be
further enhanced, when the reaction was performed under
hydrogen pressure (60 bars). When compared to most catalysts
reported so far for formic acid disproportionation, e.g. iridium
complexes, 5 appears to be more active and shows comparable
activity compared to the state-of-the-art ruthenium complex C.
Mechanistic investigations allowed to propose plausible cata-
lytic cycles for formic acid dehydrogenation and dispropor-
tionation: molybdenum hydride species have been detected
arising from decarboxylation of the formate complex 5, likely
the rate determining step. Whether such dihydride species are
protonated to evolve hydrogen or transfer a hydride to proton-
ated and thus activated formic acid determines the selectivity of
the process. Current limitations of the MeOH yield are
explained because of product inhibition of 5. We believe that
these insights will allow for a more rational development of
advanced catalysts for FA disproportionation in the future.
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