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Continuously operated liquid-phase methanol
synthesis uncovering the de-/activation pathways
of a molecular manganese catalyst system

%xa.b

Sebastian Stahl,®® Lisa Steinwachs,®P Walter Leitner and

Andreas J. Vorholt (2 *@

Homogeneously catalyzed synthesis of methanol from synthesis gas is achieved under continuous oper-
ation with product separation and catalyst recycling via simple flash distillation. A high-boiling alcohol is
used as the solvent and stationary phase to immobilize the molecular manganese complex catalyzing the
alcohol-assisted methanol synthesis. Detailed studies on the robustness of the system revealed high stabi-
lity of the organometallic framework of the catalyst and identified the base co-catalyst as the limiting
factor. Etherification of the alcoholate base through reaction with the formate ester intermediates was
found to lead to its chemical depletion. This results in the accumulation of a formate complex as a
dormant species that hinders catalytic turnover. This mechanistic insight into the fundamental (de-)acti-
vation phenomena aided the development of an optimal base-dosing strategy and temperature optimiz-
ation as key levers to achieve long-term stable catalytic performance. Stable catalyst activity was retained
over 50 h of operation, resulting in a total turnover number (TTON) of 16 190 mol MeOH per mol Mn.

1. Methanol is considered a pivotal molecular vector for the sustainable transformation of the chemical industry and energy value chain. This work presents

the first publication on continuous methanol production from synthesis gas using a molecular catalyst with the Earth-abundant metal manganese under
mild conditions. With the proven tolerance to the intermittency of renewable energy supply, it holds great potential for the production of green methanol.

2. We uncovered the molecular (de-)activation steps of the catalyst, which enabled a significant prolongation of its lifetime to the demonstrated 50 h of oper-
ation and beyond by the simple addition of small amounts of the base activator (<0.4 mol%). Manganese leaching into the product phase remains below the

detection limit.

3. A deeper understanding of the factors influencing the etherification side reaction can suppress catalyst deactivation and thus reduce the amount of base

addition needed.

1 Introduction

“Green” methanol is considered an essential bridge between

sectors such as heavy-duty transportation and the shipping
industry, as documented by recent investments from major
shipping companies in methanol-powered vessels."*™’

renewable energy and a sustainable chemical and energy
supply chain."”® Methanol is already today one of the highest-
volume base chemicals and an important C1 building block. It
is used as a raw material for organic transformations such as
the production of formaldehyde or acetic acid and can be
transformed via methanol-to-olefin and methanol-to-gasoline
processes into aliphatic and aromatic hydrocarbons.”™?
Methanol is an attractive substitute fuel in hard-to-electrify
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Additionally, methanol is not only a promising hydrogen
carrier through reforming,'*° but can also be decomposed to
2 H, and CO,*" making use of its carbon content, as we**> and
others®* have recently shown for hydroformylation.

Synthesis gas, i.e., the mixture of H,/CO, obtained from
CO, through reverse water-gas shift or electrocatalytically,
from biomass, or from waste recycling, offers a non-fossil feed-
stock basis for methanol production.>*>® While the hetero-
geneously catalyzed methanol synthesis from synthesis gas
operating at high temperatures (>200 °C) is well established in
fossil-based technology,?”° the use of homogeneous catalysis
for this transformation has only started to see rising interest in
recent years. The expected lower operating temperatures result
in higher one-through conversion of CO due to favorable

Green Chem.


http://rsc.li/greenchem
http://orcid.org/0000-0001-6100-9656
http://orcid.org/0000-0001-9302-2273
http://crossmark.crossref.org/dialog/?doi=10.1039/d5gc05072c&domain=pdf&date_stamp=2025-12-04
http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5gc05072c
https://pubs.rsc.org/en/journals/journal/GC

Open Access Article. Published on 05 December 2025. Downloaded on 1/16/2026 7:18:45 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

thermodynamics in the liquid phase, as has already been
demonstrated at scale for slurry-phase processes using solid
catalysts.’™*> Together with the flexibility of organometallic
catalyst design, such processes may hold unexplored potential
for integration with decentralized renewable energy and feed-
stock supply.

The synthesis of methanol from syngas using organo-
metallic complexes does not occur via direct “CO hydrogen-
ation” as the insertion of CO into metal-hydride bonds is ener-
getically strongly uphill and therefore cannot constitute an
elementary step in a catalytic cycle. Recent advances to circum-
vent this obstacle include the seminal work of the groups of
Prakash®® and Beller.** They used amines as co-reagents to
activate CO in the form of formamides which subsequently
enter a hydrogenation cycle catalyzed by a manganese—pincer
complex comprising a MACHO-type ligand (I). The limitations
of these systems such as incomplete formamide conversion
and the formation of trace amounts of N-methylated side-pro-
ducts could be overcome by the development of alcohol-
assisted CO hydrogenation involving formate esters as the reac-
tive intermediates.®>>?® A first attempt to demonstrate the
liquid phase Mn-catalyzed synthesis of methanol from syngas
on a pilot scale was recently implemented.’”*° In our work,
we focus on the fundamental steps of activation and de-
activation within the complex reaction network of the catalytic
system as a basis for rational optimization strategies under
continuous operation (Fig. 1).

In previous work (Fig. 1),** we directly confirmed that
alcohol-assisted CO hydrogenation occurs via formate esters as
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intermediates formed in situ from the alcohol co-reagent and a
catalytic amount of base. The formate group is then hydrogen-
ated in two consecutive steps to methanol, liberating the
alcohol co-reagent again for another catalytic turnover. It was
also shown that methanol itself can act as the co-reagent,
leading to “self-breeding” of the product alcohol.?® In order to
overcome the inherent challenges of homogeneous catalysis
such as product separation and catalyst recycling, we recently
further developed this catalytic system by introducing long-
chain alcohols such as 1-dodecanol. In addition to their role
as solvents, they simultaneously act as co-reagents by activat-
ing CO through the formation of reactive formate ester inter-
mediates (Fig. 1).*° The high boiling-point difference and the
absence of azeotrope formation between the solvent and
product alcohols facilitate product isolation via distillation.
This enabled successful batch-wise recycling of the catalyst.
Through the recycling, we discovered Brensted base de-
activation as a cause for activity deterioration over time.

In this study, we aimed to gain more insights into the
robustness of the approach, catalyst stability, and potential de-
activation pathways by transferring this recyclable catalytic
system to continuous operation. As extensive optimization of
the reaction parameters towards high catalytic performance
has been conducted in our previous study, this is not a focus
of the present work.?® The ultimate goal is rather to under-
stand the productive as well as the deactivation pathways in
order to assess the potential of this catalytic system for the pro-
duction of “green” methanol in conjunction with renewable
energy sources.
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Fig. 1 Development of alcohol-assisted carbon monoxide hydrogenation to methanol with manganese pincer catalyst | from mechanistic under-

standing to continuous operation.3>4°
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2 Results and discussion

The catalytic system chosen for the continuously operated
miniplant in this study was based on the components estab-
lished in our previous work. The system comprises the mole-
cular manganese complex [Mn(CO),Br[HN(C,H,P'Pr,),]] (I,
Fig. 1), NaOMe as an activator for the catalyst*' and as a base
for formate ester formation, and a high-boiling alcohol
solvent.’® NaOMe exhibited similar performance to stronger
bases such as NaO’Bu in our earlier work. It simplifies the
reaction system through minimizing the count of alcohol com-
ponents in the reaction mixture, facilitating methanol separ-
ation and characterization of catalytic species. In order to
avoid possible solidification of the solvent alcohol, which also
acts as a co-reagent to activate CO, in the recycling stream,
1-decanol was employed instead of the previously used 1-dode-
canol.”’ This ensures a constant liquid flow in all parts of the
setup while maintaining the boiling point difference relative to
methanol as high as possible. Control experiments confirmed
similar reactivity for both solvents within experimental error
(SI, Table S1). Reactions were performed using I (1.36 mmol
L") and NaOMe (68 mmol L™, 50 eq. with respect to I) in a
total liquid volume of 220 mL of 1-decanol containing initially
5 Vol% methanol as a primer that showed an accelerating
effect in our previous study.® While the CO hydrogenation can
proceed via the formate ester intermediates of the solvent
(decyl formate) or the product (methyl formate), the latter is
formed significantly faster, thus explaining the accelerating
effect of small initial methanol loadings. The dual role of the
long-chain alcohol as a solvent and co-reagent provides higher
operational flexibility as methanol production persists inde-
pendently of the methanol loading, even in its complete
absence.

o)

Reactor
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The integrated reaction/separation set-up (Fig. 2) contains
as the central part a stainless-steel high-pressure reactor (1,
300 mL) maintained at the reaction temperature and pressure
and a stainless-steel flash-distillation unit (2, 160 ml) at the
separation temperature and 2-3 bar pressure. The reactive
gases CO and H, are constantly fed into the reactor at the
desired ratio and pressure. The pressure inside the reactor is
set using a back-pressure regulator (BPR) (30 or 60 bar). Once
the pressure in the reactor exceeds the set value, the BPR
releases liquid and/or gas until the pressure decreases below
the set value. In this way, a constant liquid flow out of the
reactor to the flash-distillation unit is achieved, splitting the
220 mL reaction medium into around 160 mL constantly
present in the reactor and 60 mL in the separation and re-
cycling loop. In the separator (2, Fig. 2), methanol is distilled
from the liquid phase and condensed for product collection.
The stationary liquid phase containing the catalyst and base,
collected at the bottom part of the flash distillation, is fed
back into the reactor, closing the recycling loop (further
details on the setup can be found in the SI). The high syngas
pressure in the reactor and the reduced temperature
(73-77 °C) and mild overpressure (2-3 bar) in the separator
ensure that the catalyst does not engage in the reverse dehy-
drogenation of methanol at any point in the continuous
setup.>! The reactive gases are used to ensure a constant flow
out of the reactor in the depicted setup, thus resulting in a
loss of a portion of the reactive gases. Therefore, stating con-
version or yield figures is not meaningful, and rather molar
amounts and TON are used. However, our previous study con-
ducted in batch mode showed full conversion of CO under the
employed conditions.*’

The initial experiment was conducted at 150 °C and 30 bar
with a CO to H, ratio of 1:5 over 30 h. Fig. 3 (left) illustrates

Product
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2
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N\

Recycle pump

Fig. 2 Flow scheme of the reactor setup used in this study.
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Fig. 3 CO hydrogenation to methanol with continuous product separation and catalyst recycling in the miniplant setup. Left: 150 °C and 30 bar.
Right: 130 °C and 60 bar. Induction period for the removal of pre-charged methanol (grey). Reaction conditions: [Mn(CO),Br[HN(C,H,4P'Pr,),]] cata-
lyst precursor (0.3 mmol, 1.36 mmol L), NaOMe as the base (15 mmol, 50 eq.), 220 mL of 5 vol% MeOH in 1-decanol, p at a 1: 5 ratio of CO: H,, T,
1000 rpm, and 30 h. Base addition: NaOMe (7.5 mmol, 25 eq.) in 10 mL MeOH.

the development of the collected methanol every hour. As
changes in the catalytic activity only translate with a certain
delay in the amount of collected methanol, we additionally
measured the activity via synthesis gas consumption (Ap/t) in
bar per min regularly. For this measurement, the gas feed is
stopped, the reactor is isolated from the recycling loop and the
pressure drop is recorded for 2 min. A constant decline in col-
lected methanol can be observed over 24 h in this first experi-
ment. An initial drop in collected methanol is expected as the
pre-charged methanol is distilled in the first 6 to 8 hours of
the experiment (Fig. 3, grey). However, since the activity con-
stantly drops to around a third of its initial value and the col-
lected methanol is not reaching a plateau, catalyst and/or base
deactivation are the likely causes for this loss in activity.

In our previous work, we have discovered Bronsted base de-
activation as a major cause for activity deterioration.*® The
addition of an additional 25 eq. of base in 10 mL methanol
after 24 h increased the activity to only 60% of its initial value,
followed again by a slow decline. This incomplete restoration
of the activity upon base addition indicates additional de-
activation of the catalyst under these conditions. The drop in
collected methanol after base addition is more pronounced as
the methanol added with the base (similar to the initially
charged methanol) is also distilled off from the reaction
mixture in the first following hours.

To decrease long-term deactivation of the catalyst, the influ-
ence of pressure and temperature was investigated. Doubling
the pressure from 30 to 60 bar at a constant CO: H, ratio of
1:5 (Fig. S1) also doubles the initial activity of the reaction
(0.74 vs. 1.52 bar per min), showcasing the high accelerating
effect of the gas concentration in solution. However, the
pressure shows no influence on the deactivation behavior as
both reactions show a loss of 30% of its initial activity within

Green Chem.

the first 8 hours. A temperature decrease to 140 °C (Fig. S1)
only slightly reduces activity deterioration while a further
decrease to 130 °C (Fig. S1) results in constant activity over the
initial 8 hours. This temperature decrease by 20 °C halved the
initial activity compared to the reaction at high temperature
and high pressure. This run at 130 °C with a pressure of 60 bar
exhibits a starting activity comparable to the initial experiment
at 150 °C and 30 bar. When comparing both runs over 30 h,
the enhanced stability of the system at a lower temperature is
clearly visible in the activity and product collection (Fig. 3).
After the initial induction period (grey area) with the removal
of the precharged methanol, only a minor decrease in col-
lected methanol occurs. While the activity at 150 °C drops
within 24 h to 30% of its initial value, it remains at 78% at
130 °C. The addition of a base in the latter restores the activity
up to 90% of its starting value, followed again by a slow
decline. Based on our earlier study, which includes a broad
temperature variation (120 to 170 °C), a further temperature
reduction is not meaningful as formate ester hydrogenation to
methanol comes to an almost complete standstill at 120 °C.*°
To understand the fundamental steps of catalyst activation
and deactivation in this reaction network, inert NMR samples
were collected from the continuous setup at several time
points. At 150 °C already after 1 h, significant quantities of a
free ligand species (blue) become visible in the *'P-spectra and
its concentration significantly increases over time (Fig. 4, left)
as a sign of catalyst decomposition. Control experiments with
the pincer ligand LI showed that it forms the carbonylated for-
mamide species LII in the presence of a base and CO, giving
rise to a doublet in the blue region (Scheme 1). As formamides
have been reported as a method for CO activation for its hydro-
genation to methanol, under catalytic conditions LII can be
hydrogenated to methanol and LL**?* This decoordination

This journal is © The Royal Society of Chemistry 2025
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Fig. 4 3P-NMR (162 MHz, methanol) spectra of the reaction at 150 °C and 30 bar (left) and the reaction at 130 °C, 60 bar (right) after 1 h, 8 h and
24 h. 5 = —1.8 (blue, free Ligand LII), 85.6 (yellow, dormant species V), 87.1 (green, active catalyst lll), and 92.3 (deactivated species) ppm.
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Scheme 1 Carbonylation of free ligand LI (§ = —2.66 ppm) to forma-
mide LIl (5 = —1.8 ppm, 3!P-NMR (162 MHz, methanol)).

and carbonylation of the ligand from the catalyst are signifi-
cantly reduced at 130 °C while still slightly increasing over
time.

Additional signs for catalyst deactivation are the significant
formation of different, presumably manganese-coordinated
species at 85.6 and 92.3 ppm, and consequently, a relative
decline of catalytic resting state III. In contrast, at 130 °C
(right), no signs of those species arise even after 24 h, reflect-
ing the stabilized catalytic activity and methanol production.

While the species at 92.3 ppm presumably corresponds to
an unknown thermal deactivation product, species V at
85.6 ppm was previously described in the literature as a
formic-acid-coordinated complex.** V forms in the presence of
formate, which stems from a side reaction described later in
the manuscript, or CO, and H,. We confirmed this species via
control experiments in 20 mL autoclaves. Here, we used just

This journal is © The Royal Society of Chemistry 2025

enough base (2 eq.) to deprotonate/activate I and form V via
the addition of CO, and H, (Fig. 5). The product of this reac-
tion exhibits the same chemical shift at 85.6 ppm.

Subsequently, 50 eq. of base in 1 mL of methanol were
added to one autoclave (top), and only methanol was added to
the other (bottom). Both mixtures were then subjected to stan-
dard CO hydrogenation conditions. While the autoclave with
an added base showed full conversion of CO to methanol and
the formation of catalytic resting state III, without further base
addition, the catalyst remains in dormant species V and no
methanol was formed.

Therefore, the beneficial effect of base addition during the
reaction goes beyond replacing the deactivated base to ensure
the sufficient formation of the reactive formate ester inter-
mediate. It also breaks dormant species V and rebuilds cata-
Iytic resting state III (Scheme 3).

This ability to tolerate small amounts of CO, through the
addition of a base is of great importance for the industrial
application of this system. It shows the opportunity to directly
convert renewable CO streams from sources like CO, electroly-
sis that contain small amounts of CO, instead of relying on
highly purified CO sources.*>**

This then leaves the questions of where the CO, or formate-
forming species V originates as well as the cause for the
Bronsted base deactivation. Small amounts of 1-methoxyde-
cane detected in the reaction solution indicate etherification
of the base and the solvent alcohol as the responsible side
reaction. As etherification normally does not occur under
basic conditions, control experiments were conducted to eluci-
date the roles of the catalyst and the formate esters

Green Chem.
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Fig. 5 Control experiment and *'P-NMR (162 MHz, methanol) spectra
showing the influence of base on the carboxylic resting state of catalyst
I. Reaction conditions: [Mn(CO),Br[HN(C,H4P'Pr,),l] catalyst precursor
(7 pmol, 1.36 mmol L™%), NaOMe as the base (14 umol), 5 mL of 5 vol%
MeOH in 1-decanol, p, 130 °C, 800 rpm, 20 mL stainless steel autoclave,
1 h (first step) and 24 h (second step). Second step: NaOMe (0.35 mmol)
in 1 mL of MeOH (top) or only 1 mL of MeOH (bottom) added at r.t. 5 =
81.0 (pre-catalyst 1), 85.6 (dormant species V), and 87.1 (catalytic resting
state Ill) ppm.

(Scheme 2). The ether was also found in the absence of catalyst
I (a). However, without CO and consequently without formate
esters, no ether products were detected (b). This indicates that
the etherification occurs between a nucleophilic alcoholate
and a formate ester as the electrophile with formate as the
leaving group. This hypothesis is supported by minor sodium
formate crystals that can be found on the reactor walls after
the reaction. To the best of our knowledge, this describes a
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novel umpolung procedure for converting alcohols into a
formate ester electrophile with the use of a base and CO.
These insights together with the learnings from our pre-
vious work lead to a holistic picture of the complex reaction
network of the catalytic system for alcohol-assisted carbon
monoxide hydrogenation to methanol including the funda-
mental steps of activation and deactivation (Scheme 3).>>*° In
the presence of a base, I is deprotonated/activated to I which can
cleave hydrogen heterolytically to form catalytically active complex
IV. I cannot be detected in alcoholic media as it immediately
forms catalytic resting state III. IV has been reported under cata-
lytic conditions but cannot be detected in our pressureless offline
NMR measurements.*"*> IV cannot hydrogenate CO directly, so it
has to be activated as a formate ester. This intermediate is hydro-
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H : :
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Scheme 3 Reaction network of alcohol-assisted carbon monoxide
hydrogenation to methanol including activation and deactivation within
the catalytic system.
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Scheme 2 Control experiments to probe the role of the catalyst and formate esters in the Brensted base deactivation and the deactivation reaction.
Reaction conditions (control experiments): NaOMe as the base (14 pmol), 5 mL of 1-decanol, p, 130 °C, 800 rpm, 16 h, and 20 mL stainless-steel

autoclave.
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genated by IV in the first cycle to formaldehyde, which is in the
second cycle hydrogenated again by IV to methanol. Detection of
this formaldehyde intermediate is impeded by its lower hydrogen-
ation activation barrier compared to methyl formate.***® These
hydrogenation steps occur via the widely inferred metal-ligand
cooperation (MLC) mechanism.*"*"*° As an undesired side reac-
tion, the reactive formate ester intermediate can undergo etherifi-
cation with the alcoholate base with formate as the leaving group.
This decreases the concentration of the alcoholate base necessary
for CO activation.

Additionally, the formed formate can coordinate to III,
forming dormant species IV that can be brought back into the
catalytic cycle by esterification of the coordinated formate with
the alcoholate base to rebuild IIT and the formate ester inter-
mediate. A further deactivation pathway is the cleavage of the
pincer ligand from the manganese complex. So far, it remains
unknown which Mn species is the starting point for this
ligand cleavage. We were able to detect it as its formamide
species LIL Free ligand LI can be rebuilt through the hydro-
genation of LII, additionally yielding formaldehyde.?***

Aided by these insights into the molecular activation and
deactivation phenomena, we aimed for a more stable long-
term performance of the catalytic system. At the cost of slightly
reduced activity, the initially charged base equivalents were
reduced to 25 together with a more frequent addition of 12.5
eq. every 12 h. This results in a lower and more constant base
concentration, decreasing etherification, which causes
Brgnsted base deactivation, and thus prohibiting accumu-
lation of dormant species V. Additionally, the CO : H, ratio was
changed to 1:8. In our previous study, we have shown the
accelerating effect of a higher H, excess,*® and a test reaction
confirms this with an enhancement of the initial activity from
0.74 bar per min (1:5) to 0.87 bar per min (1:8). Employing
these conditions, stable activity was achieved over 50 h (Fig. 6).
The initial activity stayed constant at 0.74 bar per min com-
pared to the previous experiment at 130 °C; thus, the de- and
accelerating effects of reduced base and higher H, excess
appear to cancel each other out. The drop in activity after 32 h
is caused by the addition of 25 ml of 1-decanol, which was
required to compensate for the loss of material through
sample taking at various points during the reaction and is not
a sign of deactivation. This addition dilutes the catalyst phase,
thus reducing the activity that again remained constant after
the addition. This enhanced stability is also supported by
NMR data, which show no signs of deactivated catalyst species
over the entire reaction time with only a minor constant
portion of free ligand species LII (Fig. 6; more details in the SI,
Fig. S2). Also, the hourly amount of the collected methanol
was significantly stabilized after the induction phase, where
the pre-charged methanol is distilled off (grey). The small
increases after base addition are caused by the 4 mL of metha-
nol added every 12 h to dissolve the base. Over the 50 h reac-
tion time, a total methanol amount of 153.7 g (4.80 mol) was
produced, corresponding to a TTON of 16190 and a space—
time yield of 10.2 g Th™". Despite the three base additions, the
total base amount remains minimal, corresponding to

This journal is © The Royal Society of Chemistry 2025
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Fig. 6 Long-term CO hydrogenation to methanol with continuous
product separation and catalyst recycling (top). Induction period for the
removal of pre-charged methanol (grey). *'P-NMR integral values for
catalyst lll, deactivated species (including V) and free ligand species LII.
Reaction conditions: [Mn(CO),Br[HN(C,H4P'Pr,),l] catalyst precursor
(0.3 mmol, 1.36 mmol L™), NaOMe as the base (7.5 mmol, 25 eq.),
220 mL of 5 Vol% MeOH in 1-decanol, 60 bar at a 1: 8 ratio of CO: Hy,
130 °C, 1000 rpm, and 50 h. Base addition: NaOMe (3.75 mmol, 12.5 eq.)
in 4 mL of MeOH. A: Addition of 25 mL of 1-decanol.

<0.4 mol% of the produced methanol (a TON of 259 for the
base). Catalyst leaching into the product phase with this setup
was negligible. Manganese leaching stayed below the detection
limit, and phosphorus (ligand) leaching accumulated to only
<1 mg over the whole reaction time. Minor amounts of the
solvent 1-decanol leached into the product phase but
remained <1 wt% for every experiment shown. Further details
on the produced methanol, TON and leaching for all experi-
ments can be found in the SI.

To achieve compatibility of this catalytic system with renew-
able energy production, tolerance to the impacts of an intermit-
tent, fluctuating power supply is necessary. We therefore tested
the response of the catalytic system to the temporary absence of
CO, H, and reactor heating (see the SI for further details). The
absence of either one of the reactive gases shuts down the cata-
Iytic activity completely as expected. However, after turning on
their supply once again, the activity reaches its previous level
quickly. The same high tolerance was observed when the reaction
solution was cooled to 50 °C and heated again to the reaction
temperature of 130 °C over 5 cycles.

3 Conclusion

In conclusion, our previously developed catalytic system for
the alcohol-assisted liquid-phase hydrogenation of carbon
monoxide to methanol was successfully transferred to continuous
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operation. This enabled in-depth studies of the complex reaction
network, unveiling the fundamental steps of activation and de-
activation within the catalytic system. Etherification of the inter-
mediate formate esters with the base alcoholate was uncovered as
the key side reaction. This causes Bronsted base deactivation and
the formation of a formate-coordinated dormant species. The
importance of the base, besides activating CO, to break up these
catalyst dormant species was uncovered. These mechanistic
insights aided rational optimization of the operating parameters.
A temperature reduction to 130 °C and a base-dosing strategy
improved the long-term stability substantially. 50 h of steady oper-
ation were achieved using simple flash distillation for product
separation and catalyst recycling, yielding a TTON of 16190.
Additionally, the stability of the catalytic system towards fluctuat-
ing process conditions and CO, impurities was confirmed. This
high stability and flexibility showcase the great potential of this
homogeneously catalyzed methanol production under mild con-
ditions in conjunction with the intermittent power supply of
renewable energy sources.

4 Experimental section
General considerations

All reactions were conducted under an argon inert-gas atmo-
sphere unless stated otherwise, with argon supplied by
AirLiquide (99.9999% purity). Air-sensitive chemicals were
stored in a glovebox, and standard Schlenk techniques were
applied. The solvents were degassed and purified using stan-
dard solvent purification systems and techniques and were
stored over molecular sieves under argon. Chemicals were pur-
chased from Sigma-Aldrich, Alfa-Aesar, abcr, and TCI
Chemicals. All chemicals were used as obtained from the
vendors and degassed before application in catalytic reactions.
Carbon monoxide (99.997% purity) and hydrogen (99.999%
purity) for catalytic reactions were obtained from AirLiquide.

GC measurements were conducted on a Nexis GC-2030 pur-
chased from Shimadzu with a flame ionization detector. Rtx-5
columns of the company Restek with a length of 60 m, an
inner diameter of 0.32 mm and a particle size of 1.5 um were
installed, and helium was used as a carrier gas. NMR measure-
ments were carried out at ambient temperature using a Bruker
AVANCE NEO 400 spectrometer (*H: 400 MHz, *'P: 162 MHz)
for the batch experiments. Chemical shifts were given in ppm,
and the residual solvent signal of the deuterated solvent was
referenced to trimethyl silane for "H NMR spectra and to phos-
phoric acid for *'P NMR spectra. NMR samples were prepared
under an inert gas atmosphere, unless stated otherwise.

XRF measurements were conducted on an Xepos C from
Spectro. Samples were analyzed for manganese and phos-
phorus content.

Experimental procedure for the preparation of the Mn/pincer
catalyst

The Mn/PNP (I) catalyst was prepared according to the pro-
cedure reported by Leitner et al.*'
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General procedure for experiments in 20 mL autoclave reactors

The reaction mixtures were prepared as stock solutions in a
glovebox.  The  molecular complex [Mn(CO),Br[HN
(C,H,P'Pr,),]] (1.36 mmol L™*) and NaOMe (68 mmol L) were
added to a Schlenk tube and dissolved in 1-decanol or 1-dode-
canol. A 20 ml stainless-steel autoclave (further details in the
SI) was equipped with a stirring bar, closed, evacuated and
purged with argon three times. The catalyst solution (1.5 mL
for the solvent comparison and 5 ml for the control experi-
ments) was added at room temperature through a ball valve
under argon. The autoclave was pressurized via a needle valve
with CO (10 bar) and/or H, (50 bar) and heated to the desired
temperature and the reaction mixture was stirred for the
desired time. After the reaction was completed, the autoclave
was cooled to room temperature and slowly vented while stir-
ring. 50 pL of mesitylene were added as an internal standard.
The reaction mixture was analyzed by NMR spectroscopy. The
control experiments were additionally analyzed by GCMS.

Analysis of the role of the alcoholate base on the resting states
by NMR spectroscopy

The reaction mixture was prepared as a stock solution in a glo-
vebox. The molecular complex [Mn(CO),Br[HN(C,H,P'Pr,),]]
(1.36 mmol L") and NaOMe (68 mmol L") were added to a
Schlenk tube and dissolved in 5 ml of 1-decanol with 5 vol%
MeOH. A 20 ml stainless-steel autoclave (further details in the
SI) was equipped with a stirring bar, closed, evacuated and
purged with argon three times. The catalyst solution was
added at room temperature through a ball valve under argon.
The autoclave was pressurized via a needle valve with CO, (20
bar) and H, (20 bar) and heated to 130 °C, and the reaction
mixture was stirred at 1000 rpm for 1 h. The autoclave was
then cooled to room temperature and slowly vented while stir-
ring. To remove the dissolved CO,, the autoclave ball valve (5)
was kept open under stirring while argon was flushed through
the autoclave for 5 min. A sample was taken with a syringe and
analyzed by NMR spectroscopy. To one autoclave, 1 mL of
MeOH was added, and to another, 50 eq. of base in 1 ml
MeOH was added through 5. Both autoclaves were pressurized
with CO (10 bar) and H, (50 bar) and heated to 130 °C, and the
reaction mixture was stirred at 1000 rpm for 24 h. After the
reaction time, the autoclaves were cooled to room temperature
and slowly vented while stirring. 50 pL of mesitylene were
added as an internal standard. The reaction mixture was ana-
lyzed by NMR spectroscopy.

General procedure for continuous experiments

The setup used in this study (further details in the SI) consists
of a 300 mL stainless-steel reactor supplied by Parr Instrument
Company that is connected to a product separation and re-
cycling loop with a back-pressure regulator (BPR). The reactive
gases CO and H, are fed constantly into the reactor. The feed
rate (0.3 to 2.4 mol h™") and the ratio are controlled using a
Bronkhorst Mini CoriFlow flowmeter. Liquids can be fed into
the reactor under pressure using the feed pump. The pressure

This journal is © The Royal Society of Chemistry 2025
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inside the reactor is set using the BPR that is connected to a
dip tube located in the middle of the reactor. Once the
pressure in the reactor exceeds the set value, the BPR releases
liquid and/or gas until the pressure decreases below the set
value. This ensures a constant material flow into the recycling
loop while maintaining a constant liquid level of 160 mL in
the reactor. The pressure of the material released from the reactor
is reduced after the BPR by expansion into a 300 mL stainless
steel vessel before flowing into the flash distillation unit. This is a
160 mL stainless steel vessel filled with 3 mm glass tubes as
column packaging for increased condensation surface. It is
heated using a cryostat (IKA HBC 5 basic) with heating oil via
copper coils. The vapor containing methanol and synthesis gas
exits the vaporizer at the top through a Bronkhorst Mini CoriFlow
flowmeter, and the methanol is condensed using dry ice and col-
lected in a 50 mL glass burette. The hourly collection of methanol
is monitored using a camera. The synthesis gas is then released
into the off-gas. The remaining liquids collect at the bottom of
the flash distillation unit and are pumped back into the reactor
using the recycle pump at a rate of 180 mL h™. The pumps used
are HPLC pumps supplied by Flusys (Type WADose-Lite-HP-40-

SS-I-TU-C).
The reaction mixtures were prepared as stock solutions in a
glovebox.  The  molecular complex [Mn(CO),Br[HN

(C,H,4P'Pr,),]] (1.36 mmol L") and NaOMe (68 mmol L™") were
added to a Schlenk tube and dissolved in 1-decanol with 5
vol% MeOH. The cryostat for the temperature control of the
vaporizer was set to 112 °C, which corresponds to an internal
temperature of 73-77 °C, 1 h prior to the reaction start. The
reactor was purged with hydrogen three times before the reac-
tion mixture was added via the feed pump over 10 min while
stirring at 1000 rpm. At the same time, CO and H, were slowly
added at the desired ratio, and the reactor was heated to the
desired temperature. Once the reaction temperature and
pressure were reached, the valve to the BPR was opened under
a constant feed of the two reactive gases at the desired rate.
After 5 min, the recycling pump was started. Samples of the
catalyst phase were taken after the recycle pump and analyzed
via NMR spectroscopy. At the end of the reaction, the gas feed
was stopped, and the reactor was cooled using an ice bath to
room temperature before the remaining synthesis gas was
released. The collected methanol is analyzed via GC chromato-
graphy and XRF.
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