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Abstract: Syngas and Hydrogen productions from methane are industrially carried out at high
temperatures (900 ◦C). Nevertheless, low-temperature steam reforming can be an alternative for
small-scale plants. In these conditions, the process can also be coupled with systems that increase
the overall efficiency such as hydrogen purification with membranes, microreactors or enhanced
reforming with CO2 capture. However, at low temperature, in order to get conversion values close
to the equilibrium ones, very active catalysts are needed. For this purpose, the Rh4(CO)12 cluster
was synthetized and deposited over Ce0.5Zr0.5O2 and ZrO2 supports, prepared by microemulsion,
and tested in low-temperature steam methane reforming reactions under different conditions.
The catalysts were active at 750 ◦C at low Rh loadings (0.05%) and outperformed an analogous
Rh-impregnated catalyst. At higher Rh concentrations (0.6%), the Rh cluster deposited on Ce0.5Zr0.5

oxide reached conversions close to the equilibrium values and good stability over long reaction time,
demonstrating that active phases derived from Rh carbonyl clusters can be used to catalyze steam
reforming reactions. Conversely, the same catalyst suffered from a fast deactivation at 500 ◦C, likely
related to the oxidation of the Rh phase due to the oxygen-mobility properties of Ce. Indeed, at 500 ◦C
the Rh-based ZrO2-supported catalyst was able to provide stable results with higher conversions.
The effects of different pretreatments were also investigated: at 500 ◦C, the catalysts subjected to
thermal treatment, both under N2 and H2, proved to be more active than those without the H2

treatment. In general, this work highlights the possibility of using Rh carbonyl-cluster-derived
supported catalysts in methane reforming reactions and, at low temperature, it showed deactivation
phenomena related to the presence of reducible supports.

Keywords: Hydrogen; Low Temperature Steam Reforming; Rh4(CO)12 cluster; microemulsion
synthesis; CeZr oxide; Zr oxide

1. Introduction

Methane steam reforming (SR) is a leading reaction in syngas production with a wide employment
on an industrial scale [1–6]. However, in order to allow high conversions of methane, very high
temperatures (900 ◦C) are employed, and this requires feeding the reactor with a large amount of heat,
which is provided by burning part of the methane reagent in an external furnace. Therefore, in some
conditions, lower operative temperatures (400–500 ◦C) may be advisable, for instance when very high
H2/CO ratios are required, in what is called Low Temperature Steam Reforming (LTSR) [7–9]. In cases
of excess of steam in the process feed, with the right catalyst the two SR and WGS (Water Gas Shift)
reactions take place consequently in the same reactor [10,11]. This allows for a drastic decrease in CO
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content with respect to the classical steam reforming reaction, providing an outlet gas with a high
H2/CO ratio. Moreover, the temperatures employed are compatible with special applications such as
use of microreactors, CO2 capture enhanced reforming, and Pd membrane reactors for pure hydrogen
production [12–15]. In the latter case, the steam reforming occurs inside a tubular membrane from
which hydrogen is separated. The employment of a membrane requires high operative pressures that
reduce the methane conversion. However, the hydrogen removal from the retentate allows to increase
the hydrogen yield and methane conversion with regard to a classical reactor, allowing to realize an
effective process [11,12]. For these reasons, very active, selective, and stable catalysts are required to
efficiently perform LTSR in a membrane reactor. In fact, these must be able to activate methane at low
temperatures, thus improving the performances with respect to high active SR and CPO (catalytic
partial oxidation) catalysts [16]. Moreover, active-phase stability is important for the application cited
above, in order to minimize the operations related to catalyst replacement. For this reason, Rh was
selected as active phase rather than the mostly used Ni. In fact, Rh was reported to have both higher
activity and stability in steam reforming than other active phases [17–21].

The Rh4(CO)12 cluster [22] had been studied almost 30 years ago for catalyzing different reactions,
such as the hydrosilylation of isoprene, cyclohexanone, and cyclohexenone [23], or, more recently,
the hydroformylation of cyclopentene co-promoted by HMn(CO)5 [24], all in homogeneous catalysis.
Rh4(CO)12-derived catalysts, supported on Al2O3, MgO, and CeO2, had also been tested in 2001 in the
CPO process for syngas production [25–27]. However, the CPO conditions and the related generated
hot spot do not allow a simple comparison among catalysts. Furthermore, no tests on heterogeneous
supported catalysts based on the Rh4(CO)12 cluster have been reported yet.

This work describes the preparation of Rh-based oxide-supported catalysts by exploiting the
Rh4(CO)12 carbonyl cluster as source of active phase, as well as their performances on low-temperature
methane steam reforming reactions, with the aim of developing a suitable catalyst for future membrane
reactor operations. The Rh4(CO)12 cluster was deposited on two different supports, namely Ce0.5Zr0.5O2

and ZrO2, which were obtained by microemulsion synthesis. Notably, this method gave rise to an
improved Rh-supported CeZr-oxide catalyst with respect to classical CeZr ones, in terms of activity
and stability in the oxy-reforming reaction [28–31].

The effect of the presence of Ce in the support and its influence on the catalyst deactivation were
also investigated. Noteworthy, no deactivation studies of Rh4(CO)12-derived catalysts for syngas
production have been reported thus far.

2. Results

2.1. Preparation and Characterization of the Supported Catalysts

The CeZr and Zr oxide supports were synthetized by w/o microemulsion technique [28] followed
by calcination at 750 ◦C, and were characterized by XRD (X-Ray Diffraction) analyses (Figure 1).
The diffractogram of the former showed reflections ascribable to the Ce0.5Zr0.5O2 (CZOm) phase,
which is not easy to obtain with other synthetic methods in terms of composition homogeneity and
structure. This specific phase possesses higher oxygen mobility and storage properties that enhance
the activity in reforming reactions [28]. Debye Scherrer calculations on the peak at lower 2θ showed an
average crystallite dimension of 8 nm.

The XRD analysis on the zirconium oxide sample, ZrO2 (ZOm), showed the formation of the
sole tetragonal phase of zirconia, while the pattern related to the monoclinic phase, associated with a
lower surface area [32–35], was not present. Debye Scherrer calculations gave an average crystallite
dimension of 10 nm.

Table 1 shows the surface area, volume of the pores, and average pore diameter of the CZOm and
ZOm samples, determined through Barrett-Joyner-Helenda (BJH) analysis.
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deposited on CZOm and ZOm (Rh loading of 0.6% wt/wt). The preparation was carried out by 
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indicated by the disappearance of its typical νCO absorptions. Moreover, both supports changed 
their colors from white to light burgundy after the treatment with the cluster and their IR spectra 
showed significant changes with respect to the initial ones. More specifically, the spectrum recorded 
on CZOm exhibited νCO peaks at 2078 (sh), 2051 (s), 2043 (m), 2019 (sh), 1803 (sh) and 1797 (w) cm−1, 
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experimental evidences consistently indicate that the cluster deposition on the CZOm and ZOm 
supports occurred. Figures 2 and 3 show the solid-state IR spectra of the bare and Rh-deposited 
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Figure 1. X-Ray Diffraction (XRD) spectra of the Ce0.5Zr0.5O2 (CZOm) and ZrO2 (ZOm) samples
synthetized by microemulsion and followed by calcination at 750 ◦C.

Table 1. Surface area, pore volume, and average pore diameter of the CZOm and ZOm.

Surface Area (m2/g) Pore Vol. (cm3/g) Avg. Pore Diam (nm)

CZOm 48.8 0.08 5.8

ZOm 40.7 0.07 10.8

The Ce-containing sample showed a higher surface area and a smaller average pore diameter.
This is related to the smaller average particle dimension that was obtained for the Ce-containing
sample (8 nm) compared to the zirconium oxide one. In any case, high surface and small particles were
obtained thanks to the microemulsion technique, in which micelles, used as microreactors, helped
to module the crystallite dimensions during the synthesis. Nevertheless, the total pore volume was
similar for the two samples, suggesting that a higher number of smaller pores was found in the
CZOm sample.

The two supports were also analyzed through IR (Infrared) spectroscopy in the solid state, in nujol
mull between NaCl plates, both before and after the deposition with the Rh4(CO)12 cluster, in order to
verify that this actually occurred. Initially, both spectra showed peaks at ca. 2100 (w), 2031 (s) and
1892 (w) cm−1, typically associated to the sole supports. The cluster compound was then deposited on
CZOm and ZOm (Rh loading of 0.6% wt/wt). The preparation was carried out by mixing a n-hexane
solution of Rh4(CO)12 with a slurry of the desired support in the same solvent for 24 hours, under
CO atmosphere because of the instability of the neutral cluster in air. In the end, the IR spectra of
the n-hexane solutions showed a complete absence of any residual Rh4(CO)12, as indicated by the
disappearance of its typical νCO absorptions. Moreover, both supports changed their colors from white
to light burgundy after the treatment with the cluster and their IR spectra showed significant changes
with respect to the initial ones. More specifically, the spectrum recorded on CZOm exhibited νCO peaks
at 2078 (sh), 2051 (s), 2043 (m), 2019 (sh), 1803 (sh) and 1797 (w) cm−1, while the one of ZOm showed
νCO peaks at 2068 (w), 2038 (s), 1990 (sh) and 1774 (w) cm−1. These experimental evidences consistently
indicate that the cluster deposition on the CZOm and ZOm supports occurred. Figures 2 and 3 show
the solid-state IR spectra of the bare and Rh-deposited CZOm and ZOm supports, respectively.
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Subsequently, both catalysts were pelleted and treated under N2 at 500 ◦C, and new nujol mull
spectra were recorded. As illustrated in Figure 4, the ZOm-supported catalyst exhibited residual νCO
peaks at 2023 (w) and 1874 (w) cm−1, while the CZOm-supported one displayed the same peaks shown
by the support before the deposition [26].
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A possible explanation for this different behavior could be that, in the CZOm support, the high
mobility of oxygen atoms linked to the Ce(IV)/Ce(III) couple favored the complete oxidation of the Rh
carbonyls [36]. After treatment under hydrogen flow at 500 ◦C, both catalysts only showed IR bands
associated to the sole supports.

2.2. Catalytic Tests on Cluster-Derived Catalysts

2.2.1. Cluster-Based Catalyst with High Rh Loading

The cluster-based catalyst with a metal loading of 0.6% deposited on Ce0.5Zr0.5O2 (Rh0.6-CL-
R-CZOm) was tested in different conditions, and the effects of the S/C (Steam/Carbon) ratio, temperature,
pressure and GHSV (Gas Hourly Space Velocity) were studied. The precursor was charged in the
reactor and heated under N2 at 500 ◦C, and after cooling down to 200 ◦C, the sample was heated at
500 ◦C under H2 to obtain the final active catalyst. The analyses of the reaction parameters have been
carried out with the aim of studying the conditions with which the catalyst could maximize both
syngas and hydrogen productions.

At 500 ◦C, the increase of the S/C ratio had a positive effect on the methane conversion (X CH4),
as shown in Figure 5. In particular, at low S/C ratios, the methane conversion was 19% at S/C 1 and 22%
at S/C 1.5, very close to the equilibrium values (19% and 24%, respectively). A further increase in S/C
up to 2 and 3 resulted in higher conversions of 23% and 26%, though not enough to meet the increase
of the equilibrium values (29% and 36%, respectively), deriving from higher steam concentration,
showing a kinetic limitation of the steam reforming reaction. The H2/CO ratio was also considered to
analyze the contribution of the water gas shift reaction (WGSR). In all conditions, the ratio was higher
than the stoichiometric value of 3, due to the occurrence of the WGSR. Thus, an advantage of low
temperature steam reforming is the possibility of carrying out the two reactions together, as opposed of
conducting them in three different reactors (one for steam reforming, a high-temperature shift reactor
and a low-temperature shift one), which is the usual procedure. For instance, a H2/CO ratio of 28 was
obtained at S/C 1. When the S/C ratio increased, the H2/CO raised thanks to an augmented contribution
of the WGSR, reaching the values of 35, 43, and 63 at S/C 1.5, 2 and 3, respectively. Indeed, the high
amount of steam reacted with CO and produced a major amount of hydrogen. This was also confirmed
by the CO selectivity (sCO), which decreased when increasing S/C, falling from 13 (at S/C 1) down to
6 at S/C 3.

Figure 6 highlights the effect of the temperature on the catalytic conversion of methane at
30,000 h−1, S/C 3 and atmospheric pressure. In all conditions, the methane conversions were far
from the equilibrium values (indicated by the empty bars). In general, experimental and equilibrium
methane conversions increase with temperature as both steam reforming thermodynamics and kinetics
are favored at high temperature. In fact, a conversion of 4% was observed at 350 ◦C, far from the
equilibrium value of 11%, which increased to 9% and 17% at 400 and 450 ◦C, but they were both still far
from the equilibrium conversions (18% and 26%, respectively). The equilibrium value was not reached
even at 500 ◦C, where the observed experimental conversion was 26% and the equilibrium one 36%.
However, a sharply decreasing trend was observed for the H2/CO ratio. The WGS and SR reactions
are favored in opposite conditions; therefore, at 350 ◦C water gas shift was predominant, and the
as-produced CO was directly converted into hydrogen, resulting in a final gas composition with CO
concentration of 75 ppm. Conversely, at 500 ◦C the water gas shift is less favored, and an increased rate
of steam reforming consumed water, further depressing the WGSR. Overall, this resulted in a decrease
of the H2/CO ratio from 1700 at 350 ◦C to 63 at 500 ◦C, and in an increase of the CO selectivity with
temperature up to 6%.

An increase of the GHSV caused a decrease in the methane conversion from 23% at 30,000 h−1,
to 17% at 50,000 h−1 and 13% at 100,000 h−1, which also resulted in lower hydrogen production
(Figure 7). Moreover, the conversion values were far from the equilibrium ones, which were set at 29%,
28%, and 25%, respectively. This was due to the minor contact time between the gas stream and the
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catalyst. In these conditions, in fact, the reaction appeared to be strongly limited by kinetics, and the
catalyst gave conversion results that were far from the thermodynamic equilibrium. The lower methane
conversion is accompanied by a higher water partial pressure, which decreased the CO amount due
to WGSR and, overall, increased the H2/CO ratio from 43 at 30,000 h−1, to 66 at 50,000 h−1 and 91 at
100,000 h−1. This catalyst behavior showed the predominance of the WGSR in determining the H2/CO
ratio, suggesting a faster kinetics for the WGS reaction over the steam reforming one. However, it is
difficult to offer a complete comparison among the different tests as lower catalytic bed temperatures
are developed at higher GHSV, due to decreased conversions. In fact, lower temperatures decrease the
equilibrium conversion and steam reforming activities.
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At higher pressure, lower methane conversions were observed (from 29% at 1 atm, to 20%, 17%,
and 13% at 3, 5, and 10 atm, respectively) (Figure 8), owing to a decreased thermodynamic equilibrium
of the SR reaction. However, the equilibrium conversion was close to the experimental conversion at
5 atm (17%) and reached it at 10 atm (13%). In analogy with what observed above, a lower methane
conversion is associated with a higher residual amount of water, which enhances the WGSR and,
in turn, the H2/CO ratio, which raised from 43 at 1 atm to 108 at 10 atm.
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Figure 8. Comparison among tests carried out on Rh0.6-CL-R-CZOm at 30,000 h−1, S/C 2 and 500 ◦C.
The graphs report the methane conversion (blue) with respect to the equilibrium values (white bars
with black frames), H2/CO ratio (red) and CO selectivity (yellow) versus different GHSV. The Y scale
related to the H2/CO-ratio graph is slightly different from the others due to higher values.
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The effect of the S/C ratio was investigated at 500 ◦C and 10 atm (Figure 9). In these conditions,
the methane conversion increased with S/C, reaching the equilibrium values up to S/C 2 (9% at S/C 1,
11% at S/C 1.5 and 13% at S/C 2), and the experimental conversion (15%) close to equilibrium value
(17%) at S/C 3. The highest conversion was observed at S/C 3 thanks to the increased equilibrium
values at higher S/C ratios.
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Figure 9. Comparison among tests carried out on Rh0.6-CL-R-CZOm at 30,000 h−1, 10 atm and 500 ◦C.
The graph reports the methane conversion (blue) with respect to the equilibrium values (empty bars
with black frame) versus different S/C ratios.

The same tests were also conducted at lower temperature, namely 450 ◦C (Figure 10). In these
operative conditions, the experimental methane conversion was close to the equilibrium values up
to a S/C ratio of 2, however, it remained distant from it a S/C 3 due to the lower catalytic activity at
this temperature. In particular, conversions of 5%, 6%, 7%, and 8% were, respectively, observed by
increasing the S/C, while equilibrium conversions concurrently increased from 5% to 7%, then 9%
and 12%.
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Figure 10. Comparison among tests carried out on Rh0.6-CL-R-CZOm at 30,000 h−1, 10 atm and 450 ◦C.
The graph reports the methane conversion (blue) with respect to the equilibrium values (empty bars
with black frames) versus different S/C ratios.

Finally, in order to evaluate the stability of the catalysts in the operative conditions, a test with the
same parameters as the first one (500 ◦C, 30,000 h−1, 1 atm and S/C 1.5, Figure 11) was periodically
conducted after every three tests carried out in different conditions, giving rise to the so-called return
tests. The results indicate a rather high catalyst stability towards methane conversion. However,
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a conversion drop of 4% was observed in the last return test, which was carried out after those
conducted at low temperature and high pressure.
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Figure 11. Methane conversion in deactivation tests carried out at 500 ◦C, 1 atm, 30,000 h−1 and S/C 1.5.

This deactivation could be due to the formation of carbon on the active site, owing to Boudouard
reaction, which in fact is favored at low temperature and high pressure. The Raman analysis on the
spent Rh0.6-CL-R-CZOm catalyst (Figure 12) showed two very small peaks related to the presence
of carbon. In particular, the bands detected at 1350 and 1580 cm−1 could be attributed to the D-band
and G-band of carbon, respectively [37–39]. In general, the G-band derives from the stretching of sp2

carbon bonds in planes of graphene type [28], while the D-band is caused by the vibrations of carbon
atoms in disordered species, such as amorphous carbon [40]. Both bands are rather broad and weak
even after a long time on stream and different reaction test conditions, demonstrating the properties
of the Ce0.5Zr0.5O2 support synthetized by microemulsion in retarding carbon formation, which was
also reported previously [28]. Considering the weakness of the bands, other phenomena, such as the
re-oxidation of the catalyst during high-pressure tests, where high water partial pressure is present,
need to be taken into account. In those conditions, especially in the first part of the catalytic bed where
the presence of hydrogen is still very low, the gas mixture had a higher oxidative potential that could
affect the oxidation state of the Rh.Catalysts 2019, 9, x FOR PEER REVIEW 10 of 19 
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2.2.2. Catalytic Tests with Low Rh Loading

The catalysts with a lower Rh loading were prepared diluting the 0.6% sample down to 0.05%
wt/wt for further tests, to allow a better evaluation of the activity in a kinetic regime and a better
understanding of the deactivation phenomena and metal support effects. Furthermore, the study
of catalysts with low amounts of active phase is interesting for some specific applications, such as
structured catalysts, membrane reactors, and microreactors, where the active phase may be deposited
or coated in thin layers or on low-surface-area supports.

Catalysts with a low % of active phase (0.05% wt/wt) on the two different supports (CZOm and
ZOm) were prepared and treated in two different ways: either just heated under N2 or treated firstly
under inert gas and then hydrogen. The four produced catalysts were named as follows:

• Rh0.05-CL-N-CZOm (the cluster-based catalyst deposited on CZOm was heated under nitrogen
before the tests).

• Rh0.05-CL-R-CZOm (like the previous catalyst, also treated under H2).
• Rh0.05-CL-N-ZOm (the cluster-based catalyst deposited on ZOm was heated under nitrogen

before the tests).
• Rh0.05-CL-R-ZOm (like the previous catalyst, also treated under H2).

Tests were carried out at fixed experimental conditions (GHSV = 30,000 h−1, P = 1 atm, T = 500 ◦C,
S/C 1.5) to compare the different catalysts’ performances.

Before the catalytic tests, a preliminary screening was carried out to compare the Rh-particle
size and distribution on the not-reduced (only heated under nitrogen) CZOm- and ZOm-supported
catalysts. The TEM (Transmission Electron Microscopy) analyses performed on both supports
evidenced the presence of small Rh particles (1-2 nm) with narrow size distribution (Figure 13).
However, it is important to note that the identification of particles below 1 nm is difficult and may be
strongly underestimated.Catalysts 2019, 9, x FOR PEER REVIEW 11 of 19 
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Figure 13. Rh particle-size distribution of the Rh cluster deposited on CZOm support determined by
Transmission Electron Microscopy (TEM) analysis.

Figure 14 shows the results obtained with the cluster-based catalysts deposited on CZOm in tests
carried out at high temperature. An initial conversion around 35% was observed for the catalyst not
treated in hydrogen, with a decreasing trend in the first hour and an almost constant value of 30%
during the reaction time. This result is in agreement with the fact that, when using such cluster-derived
samples, active species are obtained even without the need of a reduction step (hydrogen treatment).
The deactivation of the first part was probably due to the fast sintering of the reactive small particles
evidenced by TEM analysis. The sample treated under H2 was able to produce a higher conversion
(40%) with stable results over 300 minutes.
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Figure 14. Methane conversion and hydrogen dry outlet percentage obtained on Rh0.05-CL-N-CZOm
(left) and Rh0.05-CL-R-CZOm (right) tested at 750 ◦C, 30,000 h−1, 1 atm and S/C 1.5.

The same test was conducted on an Rh-impregnated catalyst on the same CeZr oxide and reduced
at 500 ◦C (Rh0.0.5-IWI-R-CZOm), which represents the best catalyst in oxy-reforming reaction [19]
(Figure 15). This test showed an initial methane conversion of 36% with a slightly deactivation trend
towards 34%. These results were lower than those obtained with Rh0.05-CL-R-CZO, indicating a
higher activity for the cluster-derived catalyst and a readily stable conversion. This could be related to
a better dispersion of the Rh cluster on the oxide support.
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Figure 15. Methane conversion and hydrogen concentration in the dry gas obtained on
Rh0.0.5-IWI-R-CZOm tested at 750 ◦C, 30,000 h−1, 1 atm and S/C 1.5.

The same test was also conducted on the cluster-based catalyst supported on zirconia
(Rh0.05-CL-R-ZOm, Figure 16) and treated under H2, which gave a lower methane conversion
(around 33%) with respect to the analogous cluster on CZOm. This is probably related to the effect of
the Ce(IV)/Ce(III) couple in the sample that acts as steam-dissociating site, and by the higher oxygen
mobility in the Ce0.5Zr0.5O2 phase obtained with the microemulsion synthesis [28,41–44].
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Having assessed the higher conversion of the cluster-based catalysts at 750 ◦C, the tests were
also conducted at 500 ◦C. Figure 17 highlights the methane conversion and hydrogen dry outlet
concentration versus the reaction time on the two CZOm-supported catalysts.
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Figure 17. Methane conversion and hydrogen dry outlet percentage obtained on Rh0.05-CL-N-CZOm
(left) and Rh0.05-CL-R-CZOm (right) tested at 500 ◦C, 30,000 h−1, 1 atm and S/C 1.5.

The unreduced catalyst provided an initial conversion of circa 9%, while the reduced one gave
an initial lower conversion (3%). It has been experimentally demonstrated that hydrogen treatment
favors the formation of larger particles [26], and this phenomenon could explain the lower activity of
the reduced catalyst with respect to the not-reduced one.

In order to explain the deactivation phenomena that took place in both catalysts, it is important
to consider that the reaction environment at low temperature is an oxidizing one due to: i) the low
amount of produced hydrogen related to lower kinetics of the catalyst, and also related to the low
amount of active phase; ii) the high concentration of water. All this could favor the oxidation of Rh,
which is faster when small particles are present, i.e., in the unreduced sample. The oxidation is very
likely favored by the presence of Ce(IV) and the high oxygen mobility. The possibility to ascribe the
deactivation to sintering of the active phase during reaction can be excluded, since small Rh particles
were still found on the unreduced spent catalyst, as evidenced by TEM, where it is clear that the Rh
metal particles are only slightly larger (centered between 1.5 and 2.5 nm, Figure 18) than those found
on the fresh catalyst.
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The catalytic performances of the Rh cluster deposited on ZOm, both not reduced and reduced
(Rh0.05-CL-N-ZOm and Rh0.05-CL-R-ZOm), are shown in Figure 19.
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The initial conversion of the not-reduced catalyst (10.2%) was higher than the one reached with
the CZOm-deposited cluster. Moreover, the fast deactivation that characterized the CZOm-based
catalysts was not observed in this case, indicating that the presence of Ce favors the oxidation of the
Rh. The reduced catalyst was stable too, but produced a lower conversion than the unreduced one,
owing to the larger particles formed during the reduction step [26].

Table 2 reports the turnover frequency (TOF) values of the investigated catalysts at 500 ◦C. In the
case of the CZOm samples, they were calculated on the initial conversion as those catalysts showed
deactivation. Their comparison with TOF values of some other Rh-containing catalysts reported in the
literature [45–47], however, is not always suggestive, because of the different supports, active-phase
loadings, and operative conditions of the latter.

Table 2. Turnover frequency of the catalysts investigated in this work. * Calculated on the initial conversion.

Catalyst T (◦C) S/C GHSV (h−1) P (atm) TOF [molCH4/(molRh*s)]

Rh0.05-CL-N-ZOm 500 1.5 30,000 1 1.47
Rh0.05-CL-R-ZOm 500 1.5 30,000 1 0.70

Rh0.05-CL-N-CZOm 500 1.5 30,000 1 1.32*
Rh0.05-CL-R-CZOm 500 1.5 30,000 1 0.73*

2.2.3. Investigation on Deactivation

It is particularly interesting to elucidate the mechanism of catalyst deactivation, since no such
investigation on carbonyl cluster-derived catalyst is reported in literature, as very few low-temperature
studies have been carried out. Having observed that the deactivation was related to the presence
of Ce and the oxidizing environment, its cause was further investigated by TEM and EDS (Energy
Dispersive X-ray Spectrometry) analyses. Having also excluded deactivation by sintering, and assessed
the absence of carbon formed over the surface, it was hypothesized that the deactivation was caused by
the oxidation of the active particles favored by Ce, which is able to provide oxygen to the active phase
thanks to its redox properties, enhanced by the oxygen mobility of the microemulsion catalyst [19].

This phenomenon benefits from the oxidizing environment found in the low-temperature SR
conditions, in which a relatively low amount of hydrogen is produced together with high concentrations
of unreacted steam. SAED (Selected Area Electron Diffraction) analyses were carried out during TEM
on the Rh particles of the unreduced CZOm- and ZOm-supported catalysts, after reaction at low (500 ◦C)
and high (750 ◦C) temperature with the same Rh loading (0.05% wt/wt). In all samples, the presence of
Rh in the analyzed particles was evidenced by the EDS analyses. The spent ZOm-supported samples,
both at 500 ◦C and 750 ◦C, showed the presence of metallic Rh, as well as the CZOm-supported
catalyst after reaction at high temperature (Figure 20). Experimental d-values of 2.25 and 1.84 Å, in fact,
could be attributed to the metallic Rh phase, while those at 3.10 and 2.61 Å are related to the support.
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Figure 20. Selected Area Electron Diffraction (SAED) and TEM analyses carried out on a Rh containing
area of the spent not-reduced CZOm supported catalyst after reaction at high temperature.

However, no such phase was observed in the spent CZOm-supported catalyst after reaction at low
temperature (Figure 21); the measured d-values of 2.65 and 3.05 Å were attributed to the tetragonal
phase of Ce0.5Zr0.5O2. It was not possible to detect the presence of Rh oxide because its reflexes
overlapped those of the support. Nonetheless, all these evidences can be confidently seen as an indirect
confirmation that oxidation of Rh only occurred on the CZOm-supported catalyst after reaction at low
temperature, which is the only one that showed deactivation.
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Figure 21. SAED and Energy Dispersive X-ray Spectrometry (EDS) analyses carried out on a Rh
containing area of the spent not-reduced CZOm supported catalyst after reaction at low temperature.

The hypothesis of the oxidation of Rh is also substantiated by a computational study on metallic
Rh clusters on CeO2, which showed that they are stable in reducing conditions such as those obtained
in the high temperature steam reforming, but that the relative oxide is formed in oxidizing ones [36].

3. Materials and Methods

3.1. Catalysts Synthesis

Two supports, namely Ce0.5Zr0.5O2 (CZOm) and ZrO2 (ZOm), were prepared by w/o microemulsion
technique as described elsewhere [28] and were calcined at 750 ◦C for 5 h with a heating ramp of
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2 ◦C/min. In the case of ZrO2 support, the microemulsion was heated to 70 ◦C for 30 min at the end of
the synthesis in order to destroy the micelles.

The catalysts were prepared by reactive deposition of the Rh4(CO)12 cluster over the selected
supports, namely CZOm and ZOm. In a typical experiment, the required amount of carbonyl cluster
(0.6% of atomic Rh wt/wt of support) was dissolved in degassed n-hexane (10 mL) and added dropwise
to a degassed n-hexane slurry of the desired support kept under CO atmosphere; the obtained slurry
was then stirred for 24 h. The completion of the synthesis was evidenced by the discoloration of the
solution and its IR analysis, which showed no peaks related to Rh4(CO)12 (νCO at 2075 (vs), 2069 (vs)
2044 (m) and 1885 (s) cm−1 in n-hexane).The solvent was thus removed in vacuum at room temperature.
The catalyst was then stored under CO atmosphere and removed only to be pelletized and charged
in the reactor, then readily kept under nitrogen flow and heated up to 500 ◦C. In order to provide a
catalyst with a lower amount of Rh, the sample was diluted with bare CZOm or ZOm by 12 times,
obtaining a catalyst with a loading of Rh of 0.05% (wt/wt of catalyst). In the case of reduced catalysts,
the temperature was lowered to 200 ◦C then hydrogen (10% in nitrogen) was fluxed over the catalysts,
while the temperature was again increased to 500 ◦C. After 15 h the hydrogen flux was stopped,
and reactivity tests were carried out.

3.2. Catalyst Characterization

X ray diffraction analyses were carried out using a PW1050/81 diffractometer (Philips/Malvern,
Royston, UK) equipped with a graphite monochromator in the diffracted beam and controlled by a
PW1710 unit (Cu Kα, λ = 0.15418 nm). A 2θ range from 20◦ to 80◦ was investigated at a scanning speed
of 40◦/h. Nitrogen adsorption-desorption isotherms were determined at liquid nitrogen temperature
(−196 ◦C), using an automatic ASAP 2020 absorptiometer (Micromeritics, Norcross, GA, USA) and
analyzed using a software operating standard Brunauer–Emmett–Teller (BET) and BJH methods.
Raman analysis was carried out with a micro-spectrometer Raman RM1000 (Renishaw/Thermo
Fisher, New Mills, Wotton-under-Edge, Gloucestershire, UK) interfaced to a microscope Leica DMLM
(objective 5×, 20×. 50×). The available sources were an Ar+ laser (λ = 514.5 nm; Pout = 25 mW) and a
diode laser (λ = 780.0 nm; Pout = 30mW). In order to eliminate the Rayleigh scattering, the system was
equipped with a notch filter for the Ar+ laser and an edge filter for the diode one. The network was a
monochromator with a pass of 1200 lines/mm. The detector was a CCD one (Charge-Coupled Device)
with a thermo-electrical cooling (203 K). TEM analyses were carried out using a TEM/STEM TECNAI
F20 microscope (FEI, Hillsboro, OR, USA) combined with Energy Dispersive X-Ray Spectrometry
(EDS), at 200 keV. The sample preparation was carried out by suspending the powder in ethanol and
treating it with ultrasound for 15 min. The suspension was deposited on a “multifoil-carbon film”
sustained by a Cu grid. Then the so-prepared system was dried at 100 ◦C.

3.3. Catalytic Tests

The catalysts were tested in a tubular INCOLOY800HT reactor (Meccanica Padana, San Nicolò
(PI), Italy) (length 500 mm; internal diameter 10 mm) placed in a furnace as reported elsewhere [28,48].
The bed temperature was controlled with a thermocouple. 1.0 g of catalyst (30–60 mesh) was loaded
into the reactor where the pretreatment and eventual reduction of the active phase were conducted
by fluxing a 500 mL flow of N2 or of an H2/N2 (10:90 v/v) gas mixture at 500 ◦C. Deionized water
was fed by a HPLC pump (JASCO, Easton, MD, USA) and vaporized. The outlet gas (H2, CO, CO2,
non-converted CH4 and vapor) was condensed in order to eliminate water. The dry gas mixture
was analyzed by a 490 micro gas chromatograph (Agilent Technologies, Cernusco sul Naviglio (MI),
Italy) with two different columns. Hydrogen was separated through a MS5A 20 m long (carrier: N2),
while CH4, CO, and CO2 were separated with a COx column 1 m long (carrier: He). Both modules were
equipped with a Thermal Conductivity Detector TCD. The CEA-NASA software was used to calculate
the outlet composition of the stream at the thermodynamic equilibrium. The software gave the molar
gaseous outlet composition (non-converted CH4, non-converted H2O, CO, CO2, H2, and deposited
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carbon if present), based on the feed composition in terms of molar percentage, reaction temperature,
and pressure. Methane conversion was taken as reference in order to evaluate the catalytic activities
of the tested samples and was compared with the one calculated at the thermodynamic equilibrium.
Methane conversion accuracy was evaluated by calculating standard deviation. This resulted to be
lower than ±0.9% for the tests at 750 ◦C and lower than ±0.7% in the tests at 500 ◦C; in a conservative
way, we considered accuracy to be ±1% for the test at high temperature and ±0.8% for those at
low temperature.

4. Conclusions

This paper describes the synthesis, characterization and catalytic behavior of Rh-based catalysts,
obtained by using the Rh4(CO)12 neutral cluster as the active-phase precursor. In particular,
the preparation method allowed the deposition of the cluster on the surface of Ce0.5Zr0.5O2 and
ZrO2 supports, which were synthetized by w/o microemulsion technique. The catalysts were found
to be active in the low-temperature steam reforming process for syngas production. At high Rh
loadings (0.6%) the CZOm-supported catalyst was active at 350 ◦C and was able to reach the
equilibrium conversion, especially at low S/C ratio or at high pressures at 450 and 500 ◦C. It showed
good stability, and this opens the possibility of employing such catalyst in membrane reactors,
enhanced reformers or chemical loop based on reforming. At lower concentrations (0.05%) and
high temperature, the CZOm-supported cluster sample showed better results with respect to the
analogous ZOm-supported one and to a classical Rh-impregnated CeZr catalyst. At low temperature,
a deactivation effect was observed for the CZOm-supported catalyst, which could be overcome by
employing a ZOm support. A detailed analysis provided evidences that the oxidation of the Rh
promoted by Ce and high oxygen mobility was responsible for the fast deactivation. In these conditions,
it was also observed that the cluster-based catalyst which had not been treated with hydrogen at 500 ◦C
was more active than the treated one, due to the sintering of the Rh particles. Finally, the unreduced
0.05% Rh cluster deposited on the ZrO2 support showed significant activity at 500 ◦C.
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