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Tailored support reduction of Cu/SrTiO5 catalysts
for enhanced methanol productiont

Chiara Pischetola, @*? Luca Artiglia, ©°
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Copper supported on strontium titanate is explored as a catalyst in the hydrogenation of carbon dioxide to
methanol. We used combined H,-TPR, O,-TPO, XPS, and STEM-EDX to identify the support defects,
tailored by the activation procedure. Strontium titanate forms oxygen vacancies under high-temperature
reductive treatments. The extent of its reduction is a function of the copper content and of the pressure;
the highest extent is achieved at 2 wt% copper and 20 bar hydrogen. The catalytic data agree with a direct
relationship between the methanol selectivity and the concentration of the oxygen vacancies, with the best
results being: 90% (10% towards carbon monoxide) and an associated methanol space time yield of 0.49
Omeon Jeat - 'L The selectivity is higher than that achieved on a typical copper catalyst on zinc oxide
alumina, while keeping the competitive productivity value, despite having thirty times lower copper
content. Post-reaction characterisation suggests that these sites are stable under reaction conditions. We
propose a dual-site surface mechanism based on oxygen vacancies formed at the copper-support
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Introduction

The current climate crisis calls for the implementation of
mitigation strategies based on carbon dioxide (CO,) emission
reduction, capture and utilization. The methanol (CH3;OH)
economy, postulated by Prof. George A. Olah,' is a model of
reference for the development of sustainable routes in the
chemical and energy sectors. Renewable methanol can be
produced via (sequestered) carbon dioxide valorisation with
green hydrogen (H,) according to the equilibrium equation (eqn
(1)): CO, + 3H, — CH30H + H,0. The thermodynamic yield of
methanol following eqn (1) under energy-efficient (i.e. T < 250
°C, P < 50 bar) operations is currently not achievable by the
industrial catalyst based on CuO/ZnO/AlL,O; (CZA).> This
exothermic reaction is hindered by the activation of stable
carbon dioxide and its selective conversion into target methanol.
In contrast, the competitive formation of carbon monoxide (CO)
via the endothermic reverse water gas shift (RWGS) reaction
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interface and via long-distance hydrogen spillover.

(CO, + H, — CO + H,0; eqn (2)) is thermodynamically favoured
under industrial-relevant conditions.

An  understanding of the structure-performance
relationship common to copper (Cu)-based catalysts can lead
to improved catalysts and process optimisation. It is widely
accepted®™ that the activation of hydrogen and carbon
dioxide occurs following a dual-site mechanism. The copper
phase accounts for the hydrogen splitting.® Regarding the
carbon dioxide activation, despite decades-long research in
the field,>” the topic is still under debate. Multiple types of
active sites have been proposed, notably the copper surface
and the Cu-Me alloy® ™ vs. the MeO, ; oxygen vacancies
(OVs)'*™* at a Cu/MeO, interface.'™'® Given the relevance of
the CZA catalyst,” the Cu/ZnO system has been extensively
investigated."” " The CuZn alloy sites, identified as
prominent  both  experimentally’*®*  and  from
calculations,?®?* are intertwined with the formation of an
oxygen deficient ZnO phase.”>® To attempt a rational
catalyst design, strategies based on controlled 3D
morphologies with adjustable structural features***° have
been proposed, highlighting a direct role of ZnO,_; oxygen
vacancies (OVs) in the surface mechanism. A valid approach
to confirm, in a systematic manner, the role of oxygen
vacancies in the title reaction is to select a reducible support
whose metal(s) cannot alloy with copper. Such a material
may potentially be a catalyst of interest.

Perovskite SrTiO; (STO) well fits this requirement.*** STO
has an ABO; structure where SrO layers are alternated to those

This journal is © The Royal Society of Chemistry 2025
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of TiO,. The perovskite reducibility is linked to the formation
of oxygen vacancies at the B sites.>®> Metal doping,**>°
electrochemical reduction,®”*® plasma treatment® and high
temperature annealing® are common strategies to modulate
the OV concentration on ABO; perovskites. The presence of a
transition metal (e.g. copper nanoparticles) on the STO surface
could help the support reduction, modulating the required
annealing temperature. To date, the only example of carbon
dioxide hydrogenation over Cu/SrTiO; is the computational
work by Hus et al,’® where kinetic Monte Carlo (KMC)
simulations and density functional theory (DFT) calculations
showed that methanol production (90% selectivity) is possible
in the 200-240 °C temperature range and below 50 bar
pressure. A ternary system (Cu-ZnO-SrTiO;) has been recently
tested in the title reaction and the experimental results suggest
a beneficial role of SrTiO; in the Cu-ZnO activity in methanol
production.**

The main goal of this work is to test and characterize a
novel system based on copper supported on STO, with
controlled properties. The laboratory-synthesised Cu/SrTiO;
materials are tested in carbon dioxide hydrogenation
targeting methanol. We design a strategy to control the STO
reduction and study its effect on the methanol productivity.
Annealing under a hydrogen flow of catalysts containing
different copper loadings and by increasing the hydrogen
pressure is demonstrated to be effective in tailoring
the extent of STO reduction. Temperature-programmed
measurements under reductive (TPR) and/or oxidative (TPO)
conditions combined with X-ray photoelectron spectroscopy
and electron microscopy analysis shed light on the structure-
activity relationships of Cu/STO. Small copper nanoparticles
and homogeneously dispersed copper domains formed at
high hydrogen pressure allow hydrogen spill-over with the
formation of oxygen vacancies beneficial to methanol
production. Cu/SrTiO; is a catalyst of interest given the high
selectivity reached (90%) together with a competitive
production level (STYcysrrio,/STYcza = 0.83).

Results
Catalysis

Fig. 1 and S17 show the time-on-stream response of 1_STO,
2_STO, 5_STO, HP2_STO and 2_STO_C catalysts (see Tables 1
and S1f for specifics) in the continuous gas flow
hydrogenation reaction of carbon dioxide at 30 bar and 200
°C. Before the reaction, the catalysts were reduced in
hydrogen at 1 bar (20 bar in the case of HP2_STO). All the
catalysts were active towards the production of methanol with
carbon monoxide as the only by-product formed from the
competitive RWGS reaction. At comparable carbon dioxide
conversion levels (4 + 2%) and under steady state conditions,
reached within 30 minutes from the start of the reaction, the
methanol selectivity spanned from 23 to 90% following the
order: 2_STO_C < 1_STO < 5_STO < 2_STO < HP2_STO.

The trend highlights the fair performance of the Cu
catalyst based on commercial SrTiO;. A direct comparison
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Fig. 1 Flow test response. Time on stream (tos, min) profiles of (a)
carbon dioxide conversion (Xco, %) and (b) methanol selectivity
(Smeon. %) over (from top to bottom) 1_STO, 2_STO, 5_STO and
HP2_STO catalysts, respectively. Reaction conditions: P = 30 bar, T =
200 °C, GHSV = 26 000 h™™.

among the tested catalysts is drawn in Fig. 2 by using the
methanol space time yield as a metric: in (a) “STY¢,” is
normalised per copper content and in (b) “STY” is
normalised with respect to the total catalyst
Commercial CZA is used as a reference. Fig. S21 reports the
performance correlation plots with the comparison of our
data vs. the literature. Over the range of temperature (150-
250 °C) and pressure (20-60 bar) scanned, the maximum
methanol selectivity reached is 80%, at the expense of the
corresponding STY. The striking feature of Fig. 2(a) is that, at
comparable conversion levels (see Fig. 1 and S2(c)f), STO-
based catalysts outperform commercial CZA. The methanol
productivity is non-linearly dependent on copper loading. A
volcano-trend is in evidence with the highest value obtained
from the catalysts with 2 wt% copper: 2_STO (by comparing
catalysts activated under 1 bar hydrogen) and HP2_STO
(overall). The materials have been engineered to present
diversified content of support defects, tailored as oxygen
vacancies. Fig. 2(b) shows a positive correlation of the
productivity values with the support partial reduction
calculated from hydrogen temperature programmed
reduction (H,-TPR) measurements. Specifically, the extent of
support reduction (calculation reported in the Materials and
methods section) spans from 0% (2_STO_C) to 0.62%
(2_STO) after high-temperature hydrogen activation at 1 bar
and increases to 1.63% in the case of the HP2_STO sample.
The dashed line refers to the STY calculated for commercial
CZA showing a value of 0.59 h™ with an associated methanol
selectivity of 60%. The STY from SrTiOs-based catalysts
increases following the order 2_CML (0.04 Zycon Sear - h ') <
1_STO (0.07 gmeon Zear - h™) < 5_STO (0.19 gueon Zeat = W)
< 2_STO (0.34 guicon Zeat - h ™). The activation of 2_STO in
hydrogen at 20 bar (sample HP2_STO, dark orange square)

mass.
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Table 1 Chemical properties and redox characterisation from H,-TPR and O,-TPO experiments of copper-supported catalysts on laboratory

synthesised SrTiO3

H,-TPR experiments

0,-TPO experiments”

Cu Oxygen consumed
Material Name content’ (wt%)  Reduction T (°C)  Hydrogen consumed (mmol ge, ') Oxidation 7 (°C)  (mmol,, mmoly ")
SITiO, STO 0 — 0 250 1.60
Cu/SrTiO; 1_STO 1.1 151 0.16 — —
157 0.01
2_STO 2.0 133 0.06 — —
140 0.28
146 0.03
146° 0.37
1297 0.39
123° 0.41
HP2_STO —? 0 130 0.49°
155
250 2.18"
5_STO 5.1 148 0.8 — —
158 0.02

“ From ICP measurements. ° Post-reaction. © Experiment at 5 bar. ¢ Experiment at 10 bar. ¢ Experiment at 20 bar./ X is STO. ¢ X is Cu.

boosts the methanol productivity to the highest recorded
value of 0.49 h™" with an associated selectivity of 90%. It is
important to stress that the STY metric from HP2_STO is
obtained with ca. 30 times less Cu content vs. CZA.

Catalyst reducibility

The extent of support reduction is tuned during catalyst
activation following high-temperature treatment in hydrogen.
H,-TPR measurements were performed over fresh bare STO,
1_STO, 2_STO, 5_STO and 2_STO_C. The experimental
profiles are plotted in Fig. 3, S1 and S3,f while the results
from data fitting are listed in Tables 1 and S1f In the
absence of copper, no variation in the TCD response is
detected for STO over the 50-250 °C temperature range and
at 1 bar overall pressure. A positive peak appears for the Cu-
containing materials. The maxima are centred at 145 + 5 °C
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Fig. 2 Catalytic performances. (a) Commercial CZA, 1_STO, 2_STO,
5_STO and HP2_STO comparison in terms of the methanol time space
yield with respect to the copper content (STYc,, Molpeon Moley* h™2).
(b) Methanol time space yield (STY, gmeon 9eat - h™)) dependence on
support partial reduction (TPRstoreductionn %); solid (grey (2_STO_C),
violet (1_STO), light orange (2_STO), green (5_STO)) and open (dark
orange, HP2_STO) symbols indicate catalyst activation at 1 and 20 bar,
respectively. The dashed line refers to the STY from CZA (63.5% CuO,
24.7% ZnO, 10.1% Al,Oz and 1.3% MgQ). Reaction conditions: P = 30
bar, T = 200 °C, GHSV = 26 000 h™.
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for the samples based on lab synthesised STO, whereas a
shift towards higher temperature (190 °C) is observed from
the STO_C support. The increase in copper loading is
reflected by larger peak areas (see Fig. S31 and Table 1).
However, the calculated hydrogen consumption is not
proportional to the mole content of copper; it exceeds the
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Fig. 3 Catalytic reducibility. (a) H,-TPR peak deconvolution (from top
to bottom) of 1_STO, 2_STO and 5_STO. The envelope is given by
the dashed black line; the blue areas refer to hydrogen
overconsumption with respect to the Cu content. (b) XRD patterns of
fresh (light) and post-H,-TPR (dark) STO (grey), 1_STO (violet), 2_STO
(orange) and 5_STO (green) with associated Miller indices from
standard SrTiOs; the yellow area and the inset highlight the (1 1 1)
reflection of metallic Cu. (c) H,-TPR profiles of 2_STO at (from
bottom to top): 1 (70 Mgca), 5 (46 Mgcat), 10 (65 Mgcar) and 20 (45
mgcat) bar. (d) Hydrogen overconsumption (%) dependence on total
pressure (bar) during H,-TPR experiments of the 2_STO catalyst. The
dashed black line is included for visual help.
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stoichiometric requirement for the complete copper
reduction from Cu(u) to metallic Cu(0) with the only
exemption in the case of the 2_STO_C sample.

The TCD profiles of 1_STO and 5_STO can be fitted with
two Gaussian contributions (Fig. 3(a)). The red curves at
lower temperature (151 °C and 148 °C, respectively) have an
area equivalent to the theoretical hydrogen moles required
for complete copper reduction, while the blue curves at
higher temperature (157 °C and 158 °C, respectively) close
the mass balance. A three-curve fitting is required for 2_STO
where two asymmetrical contributions at low temperature
(red curves at 133 °C and 140 °C) have a combined area
consistent with the hydrogen requirement for the Cu(u) —
Cu(0) transition; such a shape is indicative of non-
homogeneous particle size distribution (as further confirmed
by microscopy, see infra). The blue area at 146 °C represents
the excess of hydrogen consumed. The calculated values of
support partial reduction from data fitting follow the trend:
2_STO_C < 1_STO < 5_STO < 2_STO.

The structural integrity of the materials after the high-
temperature treatment is confirmed by comparing the X-ray
diffractograms (Fig. 3(b)) of the samples recovered after H,-
TPR measurements with those collected from the fresh
materials. The characteristic reflections of SrTiO; (JCPDS No.
35-734) at 26 = 32.5°, 40.0°, 46.6° and 57.9°, corresponding to
the (11 0),(111),(220)and (2 1 1) planes, respectively, are
present in all the patterns; 2_STO and 5_STO post-H,-TPR
have an extra peak at 43.3° assigned to the Cu (1 1 1)
reflection (JCPDS No. 04-0836). The extent of support
reduction in 2_STO, which showed the highest value from

View Article Online
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the experiments at 1 bar, was further tuned by increasing the
pressure during H,-TPR measurements up to 20 bar. The
profiles in Fig. 3(c) gradually shift towards lower reduction
temperatures (from 140 to 123 °C) with increasing pressure.
The area of the peaks correspond to the hydrogen
overconsumption values of Fig. 3(d) which follow a linear
positive correlation with respect to the cell pressure.

The following experimental protocol allows us to confirm
whether the modifications occurred on the catalysts during
activation are preserved after the reaction, thus being
relevant to the discussion of the structure-activity
relationship of the material. It consists of four in situ
experiments performed in sequence: (i) H,-TPR at 20 bar over
2 STO to produce HP2 STO, (ii) carbon dioxide
hydrogenation reaction at 30 bar and 200 °C over HP2_STO,
followed by (iii) H,-TPR and (iv) oxygen-temperature
programmed oxidation (O,-TPO) at 1 bar. The results from
the post-reaction characterisation of HP2_STO are reported in
Fig. 4(a) and Table 1.

A flat TCD response is recorded during H,-TPR over the
50-250 °C temperature range. On the other hand, two
positive peaks are in evidence in the O,-TPO profile. The low-
temperature peak appears as a doublet with maxima centred
at 130 °C and 155 °C, respectively, whereas the second peak
is observed at 250 °C. Peak assignment is done on the basis
of the results from O,-TPO control experiments on bulk CuO
and bare STO (Fig. S4(a)t), which delivered a positive peak at
170 and 250 °C, respectively. Therefore, the first peak in
Fig. 4(a) can be attributed to the re-oxidation of the copper
phase occurring in a step-wise Cu(0) — Cu(1) — Cu(u) fashion
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Fig. 4 Post-reaction characterisation. (a) In situ O,-TPO (bottom panel) and H,-TPR (top panel) profiles of HP2_STO post-reaction at 30 bar and
200 °C. (b)-(e) High-resolution photoemission spectra of bare STO (grey), fresh (light orange) 2_STO and post-reaction (dark orange) HP2_STO
samples over the Cu 2p, O 1s, Ti 2p and Sr 3d regions, respectively. The inset in (c) is the area-normalized O 1s profiles of STO, fresh 2_STO and

post-reaction HP2_STO subtracted from the O 1s spectrum of STO.
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given the profile shape and total peak area consistent with
the reaction stoichiometry (see Table 1). The high-
temperature peak can be attributed to the re-oxidation of the
support with an oxygen consumption exceeding by 25% the
partial reduction extent of HP2_STO calculated from H,-TPR
experiments. The oxygen consumption extracted from the
high-temperature peak is further analysed in Fig. S4(b)f
where the values are normalised with respect to that from
bare STO. A linear trend with respect to the support partial
reduction from H,-TPR experiments is in evidence.

Ex situ X-ray photoelectron spectroscopy (XPS) is used to
confirm the nature of the reduced species on the catalyst
generated by the (designed) hydrogen (over)consumption,
namely metallic copper and oxygen vacancies (OVs). The STO
(grey), fresh 2_STO (light orange) and post-reaction HP2_STO
(dark orange) materials are examined in Fig. 4(b-e) by
comparing the high-resolution photoemission spectra over
the Cu 2p (b), O 1s (c), Ti 2p (d) and Sr 3d (e) regions. Peak
component data analysis derived from curve fitting is
reported in Tables S2 and S31 and in the XPS data analysis
section of the ESILf The Cu 2p signal of 2_STO reproduces
the spectral features of CuO, used as a reference for Cu** (see
Fig. S5(a)f). The copper Auger (L;M,sM,s) spectrum (Fig.
S5(b)f) superimposes well to that of the reference CuO,
further proving the presence of Cu**. Moreover, the value of
the modified Auger parameter o) ¢, = 1854.3 eV matches
well with that reported for CuO.*> The Cu 2p spectrum of
HP2_STO shifts towards lower binding energy (BE) values.
The main difference between the HP2 _STO and 2_STO
spectra is the quenching of shake-up satellites (see Fig.
S5(c)f), suggesting the quantitative reduction of Cu®**. The
calculated Auger parameter op, sto Of 1851.5 eV (vs.
literature 1849.2 eV of Cu,0 and 1851.2 eV of Cu’® (ref. 42))
confirms the presence of metallic copper. However, the line
shape of Cu LMM differs from that of bulk metallic copper,
taken as a reference in Fig. S5(b).f The main reasons to
explain such a difference are as follows: (i) the reference Cu
LMM spectrum for Cu’ was for foil and not powder, which
would better reproduce the large amount of coordinatively
unsaturated sites of NPs deposited on the sample; (ii) the
broader feature of the spectrum of HP2_STO reveals the
presence of a small fraction of Cu(i) (probably due to partial
reoxidation of copper nanoparticles during the sample
transfer from the reactor to the XPS setup) in agreement with
ref. 43. A direct comparison between the O 1s spectra of STO,
2_STO and HP2_STO is provided in the inset of Fig. 4(c),
where the area-normalised profile of STO is subtracted from
the area-normalised profiles of the other two catalysts; the
deconvolution of the O 1s spectrum of HP2_STO is reported
in Fig. S61 as exemplary fitting. The positive feature of 2_STO
at low BE can be attributed to lattice oxygen from CuO
supported on the fresh catalyst,*"** in agreement with the
interpretation of the Cu 2p profiles. The copper nanoparticles
on 2_STO and HP2_STO attenuate the photoemission signal
generated by the lattice oxygen of the STO support resulting
in the negative feature of the inset. Unsaturated oxygen
atoms adjacent to surface defects like oxygen vacancies®®*’
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are in evidence in the blue spectral region only for HP2_STO.
These defects can form by the overconsumption of hydrogen
observed during the H,-TPR experiment. Chemisorbed
CO;*,*%* OH™ groups®®' and water’>>* can generate the
positive contributions observed at high BE; their relative
abundance is: HP2_STO > 2_STO > STO. This is consistent
with reports correlating the higher content of surface
hydroxyls with the higher density of oxygen vacancies via
reversible repopulation.®® The Ti 2p and Sr 3d spectra
collected from the three materials respectively overlap, with
the only differences being as follows. The Ti 2p,, peak
broadens towards higher BE (4 = +1.7 eV) for 2_STO,
suggesting the presence of a new component (highlighted in
yellow in Fig. 4d and shown in Fig. S7(a),i 13.7%). Other Ti
2py, spectra collected from other CuO/TiO, systems®® >’
present as well this feature, which seems to be an effect of
doping Cu(u)-oxo species, like on 2_STO. The presence of
mixed Cu-Ti oxides has been invoked as an explanation.’®
Post-reduction, copper segregates onto the surface in
HP2_STO; i.e. the component at 460.4 eV disappears. A slight
negative binding energy shift (A = -0.2 eV) of Sr 3d upon
copper deposition is observed. Given the complexity of the
materials under investigation, we cannot exclude that such a
small shift can arise from energy scale alignment effects. The
Sr 3d spectra of 2_STO and HP2_STO differ in terms of shape
(highlighted in yellow in Fig. 4(e)), where the new feature can
be attributed to strontium carbonate (SrCO;) at the
surface.”®”® Maximum-normalised XRD patterns of STO,
2_STO and HP2_STO in Fig. S8t confirm the presence of
strontium carbonate (reflections at 26 = 25.2 and 25.9°,
JCPDS No. 005-0418) in the copper-containing materials.

To summarize, treatment of 2_STO at high temperature
and high pressure in hydrogen (activation step) and hydrogen
+ carbon dioxide (reaction step) resulted in the post-reaction
HP2_STO sample which differs from 2_STO by: (i)
quantitative reduction of Cu** and formation of metallic
copper reflected in (ii) the loss of Cu-Ti mixed oxides with
copper surface segregation, (iii) formation of OV sites and (iv)
lower content of strontium carbonate.

Catalyst morphology

Conclusive  considerations on the structure-activity
relationship of the Cu/STO catalysts can be drawn by
complementing the description of their electronic properties
with structural/morphological characterisation. Adherence of
the laboratory synthesised STO materials to the
crystallographic structure of SrTiO; perovskite is confirmed
by XRD (Fig. 3(b)). N,-physisorption measurements (Fig.
S9(a)t) show a type IV isotherm with an associated H1
hysteresis loop, typical of mesoporous materials arranged as
agglomerates. The computed surface area is one order of
magnitude higher than that of STO_C (see Fig. S1(c)f). The
representative scanning electron microscopy (SEM) image of
STO in Fig. S9(b)t agrees with an agglomerate conformation
for the material, revealing hierarchically structured
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mesoporous aggregates with a multi-plated morphology (vs.
the bulk and smooth rod-like structures reported in Fig.
S1(c)t). Inductive-coupled plasma (ICP) analysis confirms the
nominal copper content on the supported catalysts (see
Tables 1 and S17). The associated BET surface areas differ by
a maximum of 5% from that of the bare support.

A morphology study based on transmission electron
microscopy (TEM) and scanning transmission electron
microscopy (STEM) with energy dispersive X-ray (EDX)
spectroscopy was performed on 1_STO, 2_STO, and 5_STO
post H,-TPR. High-angle annular dark field (HAADF)
representative STEM pictures are reported in Fig. S10(a-c).t
The EDX elemental maps of selected areas in Fig. 5 show in
green the contributions coming from copper species. The
increment of copper loading from 1 to 5 wt% (from (a) to (c))
is reflected by an increase of the counts of spherical-like Cu
nanoparticles on top of the support but does not result in a
size growth (dc, = 27 + 2 nm), as shown by the associated
particle size distribution in (d-f), thus resulting in a
comparable dispersion.®® Both 1_STO and 5_STO follow a
standard Gaussian distribution, whereas a bimodal trend is
observed for 2_STO. The bimodal trend in Fig. 5(e) mimics
well the TCD profile of Fig. 2(a); a correlation between small
copper nanoparticles (7 nm average) and the low-temperature
reduction event (133 °C) can be drawn from the collected
data. From statistical analysis, at least 85% of copper in
2_STO is arranged as ill-defined round-shaped nanoparticles
(see STEM-EDX and HRTEM images in Fig. S10(d-f)T), but
evidence of homogeneous copper distribution with a low
concentration over STO is provided in Fig. S11.} In particular,
the EDX spectrum in (b), referring to the area in (a), shows
two distinct signals with similar intensity at 0.93 and 8.04
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keV, which are assigned to the characteristic CuLo. and Ko
lines, respectively.® The elemental mapping in (c-f) is
characterised by comparable dispersion of the O, Sr, Ti and
Cu elements, respectively. The OKa, SrLa, TiKa and Kf lines
appear in Fig. S11(b)f at 0.53, 1.81, 4.51 and 4.95 keV,
respectively, in agreement with tabulated values.®!

Discussion

The Cu/STO catalysts developed in this study are synergistic
systems able to yield methanol. The suboptimal catalytic
results of 2_STO_C originate from the morphology of the
commercial perovskite (see Fig. S1t), unsuitable to be used
as an efficient support for Cu nanoparticles. On the other
hand, the microstructure of the lab-synthesised STO (Fig.
S9t), obtained from confinement effects induced by
hydrophobic interactions between the solvents used during
synthesis,*” is key to control the surface properties required
for competitive methanol productivity. Given the volcano-
type trend of STYq, one can conclude that the copper
phase is not the sole involved in the surface mechanism.
Indeed, Fig. 2 suggests that supports with different
reduction extents, as a key property, deliver different
responses from the activity tests. Recent literature reports
making use of Cu-ZnO/SrTiO;,*" Cu/CeO, (ref. 62 and 63)
and In,O;3 (ref. 64 and 65) support the beneficial role of
oxygen vacancies (OVs) in methanol synthesis. Nonetheless,
the published efforts>*>*®® have failed so far in providing a
system with engineered OVs able to deliver methanol STYs
(0.03-0.45 gmeon gear - h7', at 220-250 °C and 30-60 bar)
matching the productivity from the CZA catalyst (used as a
standard for general reference, Fig. S21). In this work, we
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Fig. 5 Morphological characterisation. (a)-(c) EDX maps of selected areas from 1_STO, 2_STO, and 5_STO post H,-TPR with associated (d)-(f)
particle size distribution. Note: green areas in (a—c) represent counts from copper species on the Ti + Sr + O overlay given in purple.
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succeeded in achieving a competitive STY value vs. CZA,
despite having 30 times lower Cu loading, by exploiting the
reducibility property of STO. H,-TPR analysis combined with
surface-sensitive XPS measurements demonstrated that STO
redox features can be tailored during the high-temperature
hydrogen pre-treatment by changing the (i) copper content
and (ii) hydrogen pressure. The in situ formed metallic
copper nanoparticles act as active sites for hydrogen
dissociation,®” which can migrate from the Cu/support
interface via spill-over and extract lattice oxygen generating
vacancies.’® For a given reducible support, the extent of the
spill-over is temperature- and pressure-dependent.®
Generally speaking, at low hydrogen partial pressure (e.g.
<107" bar) and high temperature (e.g. >150 °C), the support
reduction can be limited at the metal/support interface and
linked to oxygen consumption via water release.”” As a
consequence, samples with a higher Cu/support interface are
expected to deliver a greater partial reduction of the support.
The values reported in Fig. 2(b), obtained from data fitting
(Fig. 3(a), (c), S1(b),f Tables 1 and S17) agree with the results
from the structural and morphological characterisation. No
support reduction is calculated for 2_STO_C, affected by the
lowest Cu dispersion, given its BET surface area. An
increasing STO reduction extent is observed from 1_STO to
5_STO, where a higher loading (see Table 1), but comparable
copper particle size (extracted by microscopy, Fig. 5(d)-(f)),
results in more support being in direct contact with copper;
thus greater consumption of hydrogen can occur. The 2_STO
sample is an outlier from the trend, being affected by a larger
hydrogen overconsumption than expected. This can be
attributed to the presence of copper nanoparticles with an
average mean diameter equal to 7 nm (ca. 20%) which can
act as extra (Cu/support) interface sites for STO reduction.
The increase in the activation pressure results in higher
hydrogen uptake (Table 1) and allows for the hydrogen
migration on the surface to occur over a longer distance, thus
promoting further support reduction (Fig. 2(b) and 3(d)). The
data collected for the Cu/STO system agree with the pressure-
dependence study of hydrogen coverage on Pt/TiO, by Beck
et al”® and provide experimental proof to the postulated
effect of pressure and the support on the distance covered by
hydrogen spill-over.®”*

H,-TPR experiments combined with operando XAS on CZA
showed that the Cu and Zn speciation is strongly pressure-
dependent with reduction events enhanced at increasing
pressures.”” Here, high-temperature (250 °C) and high-
pressure (20 bar) hydrogen treatment is used as a successful
strategy to form metallic copper and maximise the STO
partial reduction. The aj;p, gpo Of HP2_STO is consistent with
that of Cu(0), whereas the accounted fraction of Cu(r) from
the visual inspection of the Auger line shape in Fig. S5(b)t
can originate from the exposure to air of the sample before
the ex situ analysis.””> The good correlation between the
hydrogen overconsumption (from H,-TPR measurements)
and the data analysis of the O 1s spectra of STO, 2_STO and
HP2_STO (Fig. 4(c)) confirms that surface defects, here
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identified as oxygen vacancies (OVs), are clearly present only
in HP2_STO. Such OVs are not repopulated during the
reaction. Indeed, no further hydrogen is consumed to
regenerate them during the post-reaction H,-TPR experiment,
whereas a high temperature oxidizing atmosphere is required
to uptake oxygen on the support (Fig. 4(a)). The trend shown
in Fig. S4(b)t confirms the dependence of the TCD profile
solely on the material structure, excluding any contribution
from the (possible still) adsorbed surface intermediates.
Reduction at 20 bar of 2_STO delivered a hydrogen
consumption (with respect to the STO phase) that did not
match the oxygen uptake during TPO by reduced HP2_STO
(see Table 1). This can be linked to the oxygen uptake ability
of STO (Fig. S4(a)j and Table 1), as previously reported in
other studies focused on perovskites.”>’* The excess
electrons per OV are transferred to the neighbouring
titanium atoms,”””® inducing the Ti*" — Ti*" transition.*
However, the deconvolution of Ti 2p photoemission spectra
in Fig. 4(d) does not allow for the fitting of an extra feature
at lower BE than that of Ti**, to account for any Ti**.>* The
exposure to air during sample transfer for the ex situ XPS
analysis can compromise the stability of Ti’* species.
Moreover, evidence that oxygen vacancies are formed without
the Ti** detection from XPS analysis has been previously
reported’”’® for TiO, materials. It was proposed that Ti*"
species were formed at a sublayer deeper than the probing
depth of the XPS analysis.””’® DFT computational
calculations on Fe-doped SrTiO; showed that the
energetically favoured configuration when oxygen vacancies
are formed is obtained by the sinking of the neighbouring
titanium atom into the bulk and the migration of the
vacancies towards the surface.”” This is consistent with the
XPS results for O 1s and Ti 2p regions. More experiments
with operando and bulk-sensitive techniques are required to
pinpoint the exact electronic configuration and structure of
STO partially reduced materials and exclude any artefacts
caused by the ex situ characterisation.

active sites
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Scheme 1 Structure-activity relationship. (a) Effect of pressure (blue
coded) and metal loading (purple coded) on the type of oxygen
vacancy (open square; OVs) and the size of copper nanoparticles
(semi-sphere), respectively. Low pressure allows for OV sites to form
only at the interface, whereas higher pressures result in longer-
distance OV sites. Intermediate loading (2 wt%) results in the
simultaneous presence of small and big nanoparticles. (b) Proposed
structure-activity relationship between product formation (carbon
monoxide and methanol) and the type of active site (small copper
nanoparticles, copper nanoparticles + interface OVs and long-distance
QOVs). The key feature is the conversion at the long-distance OVs of
carbon dioxide.
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The complex system of active sites (i.e. small and big
copper nanoparticles, OVs at the interface and ‘long-
distance’ OVs) on hydrogen-treated Cu/STO materials is
summarised in Scheme 1. An educated guess of the
structure-activity relationship is proposed. The oxygen
vacancies formed at the interface with big copper
nanoparticles (common to 1_STO, 2_STO and 5_STO) are
adsorption sites for the activation of carbon dioxide.*® The
trend of methanol production in Fig. 1 and 2 suggests that
these sites are selective towards the formation of key
intermediates involved in the methanol synthesis, as
proposed for a Cu/TiO,-, defective catalyst.”® A theoretical
study on Cu/STO identified a geometric effect on the carbon
monoxide formation rate (via RWGS), shown to be enhanced
in the presence of small copper nanoparticles.*’ However,
the higher Syeon of 2_STO vs. 1_STO and 5_STO and of
HP2_STO vs. 2_STO indicates that the long-distance oxygen
vacancies (OVs as isolated sites or clustered’?) can act as sites
for direct carbon dioxide conversion to methanol. Moreover,
combined KMC simulations with DFT calculations on Cu/
TiO, agreed with the carbon monoxide-mediated pathway as
a possible route contributing to methanol production from
carbon dioxide hydrogenation.®> Our system delivers
unmatched methanol selectivity (90%) while keeping a
productivity value 5 times higher than that of the closest
formulation (i.e. Cu-ZnO/SrTiO; by Liu et al.) reported in the
literature.”” In an independent computational study, Hus
et al.*® have reported consistent results to our findings.

Conclusions

Cu/STO catalysts show exceptionally high methanol
productivity from carbon dioxide, paving the road for the
application of a novel class of methanol catalysts. For the first
time, a different formulation than CuO/ZnO/Al,O; can deliver
methanol yields up to industrial standards. High-surface area
Cu/STO materials can be synthesised with a tailored number
of surface defects, which are identified by combined H,-TPR,
0,-TPO and XPS measurements as oxygen vacancies (OVs).
The partial STO reduction can occur at the Cu/support
interface or at longer distances via hydrogen spill-over. The
extent of reduction is a function of the dispersion of the
copper nanoparticles and of the hydrogen reduction pressure.
The OV sites are suggested to play a role in carbon dioxide
and carbon monoxide activation. This work shows that such
OVs are selective sites towards the formation of methanol.
The results from our investigation highlight how critical the
activation conditions are to tune the desired properties of a
given catalyst. Cu/STOs are novel catalysts that can not only
be easily engineered but also deliver excellent performances
in selectively reducing carbon dioxide to methanol.

Materials and methods

All the gasses employed in this work (argon, helium,
nitrogen, hydrogen, oxygen, hydrogen + carbon dioxide mix)

This journal is © The Royal Society of Chemistry 2025
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are of extra-high purity (=5.0) from Messer and PanGas. The
reagents (strontium carbonate, titanium(iv) butoxide,
copper(u) nitrate trihydrate, purity =99%; sodium hydroxide
solution, >97%) and solvent (ethylene glycol, =99%) involved
in the catalyst(s) synthesis were purchased from Merck. The
commercial bulk CuO (Sigma Aldrich, 99%), SrTiO; (Sigma
Aldrich, 99%) and methanol catalyst CZA (Alfa Aesar,
catalogue no. 45776, lot no. 106Z036) were used without
further purification.

Catalyst synthesis

The hydrothermal synthesis of STO was based on the
protocol developed by Zhou et al** Briefly, strontium
carbonate (1.088 g, Sr/Ti = 1.0) was dissolved in 10 mL of
deionized water and dropwise added to ethylene glycol (EG)
solution containing titanium(iv) butoxide (1.75 g). A sodium
hydroxide solution (5 M, 5 mL) was added (total EG: H,0 = 2
vol/vol) and the mixture was stirred (700 rpm) for 1 h at room
temperature. The solution was transferred into an autoclave
and thermally treated at 180 °C, 10 °C min™" for 24 h. The
white powder was collected by centrifugation, washed 3 times
with H,O + EtOH (50/50 vol) and dried in a vacuum at 70 °C
for ca. 12 h.

Copper-supported catalysts (2_STO_C, 1_STO, 2_STO and
5_STO) were synthesised by a deposition-precipitation
method. A copper(u) nitrate aqueous solution was added to
the support (300-500 mg), under constant (700 rpm) stirring.
The copper concentration was kept constant at 0.10 g L™" (for
loading of 2 and 5 wt%) and 0.20 g L™ (for loading of 1
Wt%), as a result of fixed STO/water at 2.8 + 0.2 g L™". The pH
was increased to 7.8 + 3 by adding dropwise a sodium
hydroxide solution (0.1 M) at 80 °C, under reflux. The
mixture was aged for 4 h. The precipitate was recovered by
centrifugation, washed with H,O + EtOH (50/50 vol) until pH
=7 and dried in a vacuum oven at 70 °C for ca. 12 h.

Catalyst characterisation

ICP measurements were performed on an Ultima2
HORIBA Jobin Yvon from the extract in nitric acid/chloric
acid (1:3 vol/vol) solution of digested 60-70 mg of sample
following a 1:60 dilution. Instrument calibration was
performed before each analysis with standard copper
solutions over the 0.5-10 ppm range.

H,-TPR and O,-TPO analyses were carried out using a
Micrometrics Autochem 2950 HP unit equipped with a TCD.
Samples (ca. 40-100 mg) were loaded between two layers of
quartz wool inside a quartz (for experiments at P = 1 bar) or
stainless steel (P > 1 bar) U-shaped cell. In a standard
experiment, a continuous flow of 20 cm® min™" of 10% vol/
vol hydrogen (oxygen) in Ar (He) was fed to the cell while
increasing the temperature (2 °C min™") to 250 °C (dwell 1 h);
the output passed through a cold trap (i.e. isopropanol +
liquid nitrogen; -80 °C) before reaching the detector. The
profile curve fitting was performed in Origin 2024 employing
Gaussian curves after subtracting a non-linear background;
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positive peaks are conventionally attributed to (hydrogen or
oxygen) gas consumption. The areas from peak
deconvolution were converted into hydrogen and oxygen
consumption (mmol) on the basis of calibration plots. The
extent of the support reduction is defined as the ratio
between the moles of hydrogen extracted from the high-
temperature peak of H,-TPR profiles and the moles of SrTiO;
used in the experiments.

XRD patterns were collected with a Bruker D8 ADVANCE
diffractometer (Bragg-Brentano geometry) under CuK,
radiation (1 = 1.54 A, 40 kV and 40 mA) at a scan rate of 0.01°
step " over the 4-80° 26 range.

Ex situ XPS measurements were carried out in a laboratory
XPS setup (base pressure 9 x 10~° mbar) equipped with a
Specs Phoibos 150-EP electron analyzer, using a Mg K, non-
monochromatic source (excitation energy of 1253.6 €V, pass
energy of 20 eV). Powder samples were obtained by pressing
20-30 mg of catalyst powder onto an Ag grid, to obtain thin
and homogeneous pellets. The analysis performed on the
used catalyst was carried out directly after the reaction, with
a transfer time in air (from the cold reactor to the vacuum
chamber) within a ten minute range. The full range survey
(0-1050 eV BE range), high-resolution spectra of the Sr 3d, Ti
2p, O 1s and Cu 2p core levels and Cu LMM Auger region
were collected. The energy scale alignment was obtained
using the Ti 2p;, peak (BE = 458.7 eV) as a reference to
correct for charging effects. The CasaXPS software (Casa
Software Ltd., UK) was used for data treatment. The spectra
fitted wusing Gaussian-Lorentzian after
subtracting a Shirley background and by fixing the spin-orbit
splitting and the full width at half maximum (FWHM). The
modified Auger parameter o was calculated as the difference
between the KE of the most intense Auger and photoelectron
lines of copper plus the excitation energy.

N,-physisorption experiments were performed on 3Flex
Micromeritics Inc. equipment at 77 K. Prior to analysis,
samples were evacuated at 250 °C in a Micromeritics VacPrep
061 system. The specific surface area was calculated
according to the Brunauer-Emmett-Teller (BET) method by
fitting the isotherms in the 0.02 to 0.1 p/p, range. The pore
volume was determined according to the BLH method.

SEM pictures were taken with a Zeiss Supra VP5
microscope equipped with an FEG electron detector. The
materials in the form of fine powder were directly deposited
on carbon tape mounted on the sample holder. TEM and
STEM-EDX investigation was performed on a JEOL JEM F200
microscope equipped with a high-angle annular dark field
detector (HAADF-STEM, 200 kV) and two SDD energy-
dispersive X-ray (EDX) detectors. High-resolution TEM
(HRTEM) images were recorded with a JEM-ARM300F
microscope (GrandARM, JEOL, 300 kV). The sample was
prepared by depositing the material dispersed in ethanol on
carbon foil supported on the Mo TEM grid. Data analysis was
done by using Image] software; the distribution of the copper
nanoparticles was described by Gaussian fittings based on
the counting of 130-260 individuals. The copper nanoparticle

were curves
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size (dc,) is given as a surface-weighted mean diameter
defined as: (Znide)/(z n,-de), where n; is the number
i i

of particles of diameter d;. Data reproducibility from the
characterisation analyses was better than +10%.

Catalytic tests

The Phoenix reactor system unit (ThalesNano) was used for
the catalytic tests. The gas phase carbon dioxide
hydrogenation reactions were carried out in continuous
mode inside a stainless-steel reactor (0.6 cm internal
diameter) with a fixed-bed catalyst (250-500 pum fraction)
layer reduced in situ (20 mL min~" hydrogen, 2 °C min™" up
to 250 °C) prior to each reaction. The catalyst layer
consisted of a homogeneous physical mixture of the active
catalyst and inert SiC up to a total mass of 0.1 g; this
allowed the conversion level to be controlled while keeping
the contact time fixed (z = 0.14 s). The reactants (pre-mixed
24.86 mol% carbon dioxide + 75.14 mol% hydrogen) were
delivered with a calibrated mass flow controller at a fixed
flow of 50 mL min~*. The reactions were performed at 200
°C and 30 bar; blank tests over the empty reactor, SiC fixed-
bed and under pure hydrogen flow resulted in undetected
carbon dioxide conversion and/or methanol production. The
gaseous effluent was analyzed using an on-line micro-GC
(Inficon 3000 Micro GC) equipped with a TCD. Isothermal
conditions were maintained over molsieve (80 °C, argon
carrier) and PlotU (120 °C, helium carrier) columns for the
detection of non-polar and polar compounds, respectively.
The catalysts performances were evaluated under steady-
state conditions (ie. fluctuations of carbon dioxide molar
flow of + 5% with respect to the average value) on the basis
of (i) carbon dioxide conversion (Xco,, %), (ii) methanol
selectivity (Smeom, %) and (iii) methanol space time yield
(STY, gmeon geat * h™"), ie. catalyst performance indicators,
see the ESIf for more details. Carbon mass balance was
better than +7%.
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