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Abstract: A series of Pt-based catalysts were synthesised and investigated for ambient temperature
CO oxidation with the aim to increase catalytic activity and improve moisture resistance through
support modification. Initially, bimetallic PtPd catalysts supported on alumina were found to
exhibit superior catalytic activity compared with their monometallic counterparts for the reaction.
Following an investigation into the effect of Pt/Pd ratio, a composition of 0.1% Pt/0.4% Pd was selected
for further studies. Following this, SnO,/Al,O3 supports were synthesised from a variety of tin oxide
sources. Catalytic activity was improved using sodium stannate and tin oxalate precursors compared
with a traditional tin oxide slurry. Catalytic activity versus tin concentration was found to vary
significantly across the three precursors, which was subsequently investigated by X-ray photoelectron
spectroscopy (XPS) and energy-dispersive X-ray spectroscopy (EDX).
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1. Introduction

Catalytic carbon monoxide oxidation is one of the simplest oxidation reactions, but it has
been extensively studied due to the numerous environmental and industrial applications [1-3].
Hopcalite catalysts, comprising copper and manganese oxides, are widely utilised for CO oxidation
due to their excellent activity at ambient temperatures and low cost [4,5], although they can be sensitive
to water vapour and thus prone to deactivation in the presence of moisture [6]. Supported platinum
group metals (PGMs) are highly active in catalytic oxidation reactions [7-10], exhibiting activity for
CO oxidation at ambient temperatures; however, the PGM content should be minimised due to the
high cost and tendency for CO self-poisoning [11,12].

Numerous metal oxides have been investigated as supports for Pt- and Pd-based CO oxidation
catalysts, with higher activities typically observed over reducible supports, such as CeO;, TiO;
and Fe,O3, compared with non-reducible oxides, such as Al,O3 and SiO; [13-20]. SnO; has been
demonstrated to be an efficient support for low temperature CO oxidation catalysts. Bond et al.
demonstrated the superior activity of Pd/SnO, compared with Pd/SiO, and Pd/Al,O3, which was
attributed to the spillover of CO and O, from the metal to the support [21]. The high activity of
Pd/SnO, and Pt/SnO; catalysts have also been reported by numerous authors [21-27], with several
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mechanisms proposed to account for the enhanced catalytic activity. Sheintuch et al. also suggested a
spillover mechanism, although it was considered to be restricted to CO [24]. An alternative explanation
was proposed by Grass et al. whereby O, adsorption on SnO, followed by migration to the Pt/SnO,
interface was considered to be responsible for the high activity [23]. A number of studies by Margitfalvi
et al. using supported PtSn catalysts showed the formation of a tin—platinum alloy, with Sn**-Pt
ensemble sites identified as the active species [28-31].

Bimetallic PtPd/Al,O; catalysts were demonstrated to exhibit superior catalytic activity by Hazlett
et al. when compared with their monometallic counterparts [32]. The most active catalysts were
found to be 1:1 PtPd/Al,O3 and 1:3 PtPd/Al,Os. The lower activities obtained over Pt/Al,O3 and the
Pt-rich bimetallic catalyst was attributed to the increased sensitivity of Pt to CO self-poisoning [33],
evidenced by the presence of CO-M—CO species observed via DRIFTS. The proportions of linearly,
doubly and triply bound CO were calculated over the different catalysts. A strong correlation
was found to exist between low temperature CO activity and the proportion of CO-M-O species
observed, whereas CO-M—-CO species were correlated to the poisoning of the catalyst surface by CO.
The monometallic Pd catalyst was shown to be inhibited by surface carbonate formation.

Whilst Pt/SnO, and Pd/SnO; are both active as ambient temperature CO oxidation catalysts,
the surface area of the support is generally low [22,34], which can result in poor metal dispersion.
On the other hand, alumina is extensively used as a catalyst support due to its high surface area and
excellent thermal stability. The impregnation of alumina with stannic oxide to produce SnO,/Al,O3
materials can provide a catalyst support with superior catalytic activity due to the combination of
active oxygen species from SnO, and the high surface area of Al,O3, resulting in Pt and Pd catalysts
with enhanced activity [25].

The preparation of PtPd/SnO,/Al,O; catalysts using three different tin sources is compared herein.
Initially, mono- and bimetallic PtPd/Al,O; catalysts, prepared through an electrostatic adsorption (EA)
technique, were investigated for CO oxidation. Following identification of the most efficient bimetallic
composition, the effect of tin oxide addition was investigated, and PtPd/SnO,/Al,O; catalysts were
prepared by various methods. In addition to the traditional tin oxide method, catalysts are also prepared
with sodium stannate and tin oxalate; the latter involves a combustion method following treatment
with a weak hydrogen peroxide solution, thus producing a catalyst free of surface contaminants.

2. Results

2.1. CO Oxidation Using Bimetallic PtPd Catalysts Supported on y-Alumina Spheres

We investigated the ambient temperature oxidation of CO for monometallic eggshell catalysts
prepared using y-alumina spheres. Under the reaction conditions used, the y-alumina spheres showed
no activity for CO oxidation. The results for time online with different metal loadings are given in
Figures 1 and 2. As the metal loading increased, so did the catalyst activity. However, when the two
metals were combined, there was an enhancement in activity (Figure 3). The data in Figure 3 are
for 1:1 mass ratio of the two metals, so we then investigated the effect of the ratio of the two metals.
A series of Pt- and Pd-impregnated catalysts were prepared. Pd loadings of 0.1 wt % to 0.7 wt %
and Pt of 0.04 wt % to 0.16 wt % were deposited onto y-Al,O3 spheres to find the most efficient CO
oxidation catalyst. Varying the amount of Pd at constant Pt had a distinct effect on CO oxidation activity
(Figure 4). The addition of small amounts of Pd to Pt had a marked effect on activity. All catalysts
showed an initial peak of activity, and for the low loadings of Pd, the catalysts stabilised at a lower
activity. Catalysts with >0.4% Pd were the most active but showed a steady decline in activity, which
would limit their long-term application. In view of this, we selected 0.4% Pd as the baseline to add Pt
(Figure 5). Again, adding small amounts of Pt to Pd enhanced the activity markedly, but again the
most active catalysts showed significant loss of activity after longer time online. Based on the data
from these two studies, we selected a bimetallic composition of 0.1% Pt/0.4% Pd on which to base
future catalyst design efforts to find a stable catalyst.
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Figure 1. The effect of Pd loading on CO oxidation over Pd/Al;O3. Reaction conditions: 25 °C;
1 g catalyst; 25 mL min™! CO (5000 ppm), O, (21%), N balance; GHSV = 1500 h™".
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Figure 2. The effect of Ptloading on CO oxidation over Pt/Al,O3. Reaction conditions: 25 °C, 1 g catalyst,
25 mL min~! CO (5000 ppm), O, (21%), N, balance; GHSV = 1500 h~!.
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Figure 3. The effect of PtPd loading on CO oxidation over PtPd/Al,O3. Reaction conditions: 25 °C,
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Figure 5. The effect of Pt loading on CO oxidation for 0.1% Pt/0.X% Pd/Al,Os catalysts.

Reaction conditions: 25 °C, 1 g catalyst, 25 mL min~! CO (5000 ppm), Oy (21%), N, balance;
GHSV = 1500 h~.

2.2. CO Oxidation Using Bimetallic PtPd Catalysts Supported on Tin Oxide-Coated y-Alumina Spheres

In an attempt to further increase the catalytic activity without increasing the precious metal
content, alumina spheres were coated with tin oxide. The tin oxide-coated alumina spheres were
prepared using three different tin compounds and then investigated as support materials for bimetallic
PtPd catalysts. It should be noted that all catalysts were prepared, characterised and tested as eggshell
formulations using alumina spheres with a diameter of ca. 2 mm. Due to the importance of ambient
temperature CO oxidation catalyst for life support applications and the commercial availability of the
alumina spheres, we considered it crucial to study the performance of the materials under realistic
operating conditions. Whilst the majority of catalytic studies reported in the literature were performed
with powdered or sieved materials, allowing a much higher gas hourly space velocity (GHSV) to be
reached, it was considered important to evaluate the performance of the spherical supported catalysts
under similar conditions to those used in real-life applications. y-Al,O3 spheres were coated with
aqueous SnO; slurry, corresponding to 0.5, 1, 2, 4, 8 and 16% weight tin loading. After calcination,
the spheres were loaded with 0.1% Pt and 0.4% Pd through an electrostatic adsorption (EA) procedure,
followed by reduction with sodium formate. The catalysts were tested for ambient temperature
CO oxidation. Full conversion was observed across all tin-loaded catalysts at a GHSV of 1500 h~!,
showing an enhancement in ambient temperature CO oxidation upon the addition of tin to the catalysts
regardless of the precursor; thus, the tin-modified catalysts were tested at a higher GHSV of 3000 h1.
The enhancement in catalytic activity observed upon the addition of tin is likely due to the reducibility
of SnO;. The addition of a reducible support material has been reported to increase oxygen mobility,
thus leading to higher activities compared with inert support materials, such as alumina [23,24].
Additionally, the active oxygen species in SnO, have been reported to increase SMSI effects, which
may also account for an increase in activity [25].

The effect of tin loading on activity for the catalysts prepared from the tin oxide slurry are shown in
Figure 6, with the 8% Sn catalyst resulting in the highest activity at ~50% conversion after 12 h. With the
exception of the 8% Sn catalyst, all materials prepared from the slurry showed similar conversion levels
over a reaction period of 12 h, with no noticeable correlation between tin loading and catalytic activity.
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Figure 6. The effect of Sn loading on CO oxidation activity over 0.1% Pt/0.4% Pd/SnO,/Al,03
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catalysts. Reaction conditions: 25 °C, 1 g catalyst, 50 mL min~! CO (5000 ppm), Oy (21%), N; balance;

GHSV = 3000 h~1.

Next, we treated the y-Al,O3 spheres with sodium stannate and prepared the catalysts in a
similar manner, and the ambient temperature CO oxidation activity is shown in Figure 7. The 1% Sn
catalyst was the most active with a steady ~100% conversion for 12 h, showing that this approach
has some efficacy. We also made a series of catalysts using tin oxalate (Figure 8), and again it is
clear that stable high-activity catalysts could be synthesised using this method. It is interesting that
the catalysts prepared using the three tin precursors showed very different trends when the highest
activity was plotted against the tin concentration (Figure 9). It is clear that when using sodium
stannate or tin oxalate, the dependency on the tin concentration was very different. For the catalysts
prepared from sodium stannate, lower levels of tin were found to be most beneficial to catalytic activity,
whereas catalytic activity generally increased in line with increasing tin loading for the catalysts
prepared from tin oxalate. To gain an understanding of this effect, the catalysts were characterised

using X-ray photoelectron spectroscopy (XPS) and energy-dispersive X-ray spectroscopy (EDX).
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Figure 7. The effect of Sn loading on CO oxidation activity over 0.1% Pt/0.4% Pd/Na;SnO3/Al,O3
catalysts. Reaction conditions: 25 °C, 1 g catalyst, 50 mL min~! CO (5000 ppm), Oy (21%), N, balance;

GHSV = 3000 h1.
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Figure 8. The effect of Sn loading on CO oxidation activity over 0.1% Pt/0.4% Pd/SnCy04/Al;,O3
catalysts. Reaction conditions: 25 °C, 1 g catalyst, 50 mL min~! CO (5000 ppm), Oy (21%), N, balance;
GHSV =3000 h1.
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Figure 9. The effect of tin loading on the 12 h catalytic activity of 0.1% Pt/0.4% Pd/SnO,/Al,O3 derived
from various tin sources. Reaction conditions: 25 °C, 1 g catalyst, 50 mL min~! CO (5000 ppm),
05 (21%), N, balance; GHSV = 3000 h1.

2.3. Catalyst Characterisation

Table 1 shows the XPS-derived atomic surface concentrations, whilst Figure 10 shows an expanded
section of the survey spectra for the PtPd/SnO,/Al,O3 catalysts. Each spectrum represents the three
different Sn precursors for the best and worst performing catalysts with regions for elements of interest
highlighted. The full range survey spectra are given in supplementary information (Figure S1).
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Table 1. X-ray photoelectron spectroscopy (XPS)-derived atomic concentrations for each catalyst.

. Dispersion
Catalyst Pd Pt Sn (o} Al C Ca Pt/Pd Ratio (Sn/Al)
0.1% Pt/0.4% Pd/8%
Sn0y/ALO; (Slurry) 0.80 0.20 0.77 39.72 3627  21.79 0.45 0.25 0.02
0.1% Pt/0.4% Pd/1%
Sn0y/ALO; (Slurry) 1.08 0.37 0.35 54.48 18.04  25.67 0 0.34 0.02
0.1% Pt/0.4% Pd/1%
SnO,/Al, O3 11.47 1.11 1.60 47.17 16.00  22.69 0 0.10 0.10
(Nale’lO?,)
0.1% Pt/0.4% Pd/16%
Sn0O,/Al, 03 3.96 1.11 5.31 48.17 14.73 2671 0 0.28 0.36
(Na28n03)
0.1% Pt/0.4% Pd/16%
SnO,/Al, 03 1.58 0.60 0.56 4478  33.76 18.72 0 0.38 0.02
(5n(C204))
0.1% Pt/0.4% Pd/0.5%
SnO,/Al, O3 1.33 0.43 11.77 51.80 1229 2240 0 0.32 0.96
(5n(C,04))
O1s  Sn3d Pd3d/Pt4d C1s
(f)
(e)
82
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Figure 10. Expansion of a narrow range for the different 0.1% Pt/0.4% Pd/SnO,/Al,Oj3 catalysts, where
(a) 1% SnO;, (b) 8% SnO;, (¢) 1% SnO, from NaySnOs3, (d) 16% SnO, from Na,;SnO3, (e) 0.5% SnO,
from SnC,0y4 and (f) 16% SnO, from SnC,04,

For all catalysts, the percentage of Sn added to the alumina was the same; however, it is clear
from Figure 10 that the Sn(3d) signal intensity changed markedly, which is related to the dispersion of
Sn, with the most intense signal coming from the lowest-weight loading (Figure 10e), and is attributed
to the wetting of the alumina beads by the SnO,. This difference can be seen by the dispersion ratio
reported in Table 1, where a simple approach to evaluating the dispersion is made by taking the
corrected Sn intensity divided by the corrected intensity of the Al from the support. Given that the Al
signals can always be seen (see Figure S1), it is clear that a thick (>9 nm), continuous SnO, film was
not present and that island formation was more likely, the dispersion and morphology of which was
influenced by the precursor and desired SnO, concentration and consistent with Volmer—Weber-type
growth for SnO, on metal oxides. For example, comparing the SnC,Oy precursors, the 0.5% Sn yielded
a high Sn surface concentration and dispersion, suggesting a thin film across the surface of the alumina
bead, whereas for higher concentrations, island formation dominated due to increased nucleation.
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Interestingly for all precursors, the Sn(3ds/,) energy was found to be 487.7 eV, which is higher than
that observed for bulk SnO, (ca. 486.5 eV) [35] but consistent with formation of small islands or thin
films of SnO; [36,37], supporting the XPS results. To illustrate this difference, Figure S2 shows a simple
modelling of the photoelectron intensities for different islands by the software SESSA [38].

In all catalysts, both Pd and Pt were present in their metallic states, which we primarily confer
by the peak shapes (Figure 11). We took this approach as whilst the binding energy of 335.2 was
observed for the Pd(3ds),) peak, the corresponding Pt(4f7,) peak had a binding energy of 69.4 eV,
where the corresponding Pt(4ds)) energy was 314.5 eV. The binding energy of the Pt(4f) signal was
ca. 1.6 eV lower than that of metallic Pt, and whilst such anomalous values have been observed for
PtAu alloys of varying composition and attributed to localisation of s—d bands [39], equally low values
have also been observed for Pt supported on Al,O3 [40], indicating a possible preferential interaction
with the alumina substrate and bimetallic PtSn/Al,O; catalysts. However, given the Pt(4ds),) value
was consistent with that for metallic Pt, we considered this to be an effect of two distinct charge states,
which we attributed to regions of different thicknesses (or island sizes) of SnO, as implied by the
Sn(3ds),) binding energy discussed previously [41-43]. Assuming an ideal Pt/Pd ratio of 0.25 based on
the metal loadings, then no direct correlation with Pt/Pd ratio and activity was observed, suggesting
that dispersion of the metals may be more optimum and that the preparation method of each SnO,
coating yields different surface areas, thus influencing the nature of metal deposition.

Pd(3d)

Al(2p)

Intensity / Arb. Units

90 85 80 75 70
Binding Energy / eV

Intensity / Arb. Units

Pt(4d)

BéO I 34|10 I 31|30 I 350 I 31I0
Binding Energy / eV

Figure 11. Pd(3d)/Pt(4d) spectra from the 0.5% SnO; from SnC,O, with insert showing the
corresponding Pt(4f)/Al(2p) spectra representative of all samples. Note the spectra are calibrated with
respect to C(1s) at 284.8 eV, and discussion of binding energies are given in the text.

The composition of the best- and worst-performing catalysts from each tin precursor was also
investigated by EDX (Table 2). Discrepancies between the nominal quantity of tin reagent added
and the tin content in the bulk structure were observed. This can be rationalised by considering the
eggshell formulation of the catalysts. Since the catalysts were prepared from large (ca. 2 mm diameter)
spheres, the “core” of the materials comprised alumina, with SnO,, Pt and Pd species impregnated on
the surface of the alumina support. As a bulk technique, the EDX results showed the major component
of the catalyst to be alumina, although a large proportion of this was confined within the volume of the
spheres due to their large diameter.
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Table 2. Energy-dispersive X-ray spectroscopy (EDX)-derived weight percentages for each catalyst.

Py/Pd

Catalyst Pd Pt Sn (6] Al Cl Na Ratio

0.1% Pt/0.4%
Pd/8%
SHOz/Alzog,
(Slurry)
0.1% Pt./0.4%
Pd/1%
Sn02/A1203
(Slurry)
0.1% Pt/0.4%
Pd/1%
SHOZ/A1203
(Na25n03)
0.1% Pt/0.4%
Pd/16%
Sn02/A1203
(Na25n03)
0.1% Pt/0.4%
Pd/16%
Sn02/A1203
(Sn(C204))
0.1% Pt/0.4%
Pd/0.5%
SHOZ/A1203
(Sn(C204))

0.30 0.05 1.90 74.39 23.36 N.D. N.D. 0.16

0.30 0.08 245 7117 26.00 N.D. N.D. 0.26

1.30 0.14 0.86 70.65 26.65 N.D. 0.41 0.11

1.08 0.28 1.91 69.17 26.54 0.16 0.85 0.26

0.28 0.03 1.63 75.72 22.35 N.D. N.D. 0.11

0.27 0.09 1.61 71.88 26.33 N.D. N.D. 0.33

EDX analysis offered some insights into the effect of tin loading on catalytic activity for the catalysts
prepared from sodium stannate precursors. Residual sodium was found in both the highest (1% Sn)-
and lowest (16% Sn)-activity catalysts, while residual chlorine was also found in the lowest-performing
catalyst. This was expected due to the catalyst preparation method. The 16% catalyst was exposed to a
higher concentration of sodium through the stannate precursor, thus corresponding to a proportional
increase in chloride concentration to maintain the pH through the use of the EA preparation technique.
Chloride has previously been reported as a catalyst poison for Pt/CeO,/Al,O3 [40], whereas sodium
has been described as a promoter for the catalytic activity of PAO/SnO; [44]. Whilst significantly
more sodium reagent was added to the 16% catalyst compared to the 1% catalyst, the residual sodium
content was only doubled for the 16% catalyst and accompanied by residual chloride that was not
present in the 1% catalyst. It is postulated that the effect of sodium promotion in the 16% catalyst was
countered by the detrimental effect of residual chloride, resulting in a less active catalyst. A similar
argument may explain the relatively high activity observed for the 8% Sn catalyst prepared from the
SnO; slurry. Whilst no bulk contaminants were observed by EDX, calcium was detected as a surface
impurity by XPS. It is possible that calcium acts as a promoter in a similar way to sodium, thus the
increased activity may be a result of the surface calcium species present in the material. The catalysts
prepared from tin oxalate were found to be free of both surface and bulk contaminants by XPS and
EDX analysis, respectively. Interestingly, for this series of catalysts, generally, an increase in activity
was observed with an increase in tin loading.

The catalyst testing results, alongside XPS and EDX characterisation, suggest that for
PtPd/SnO,/Al;O5 catalysts prepared in such a manner so as to be free of impurities, e.g., through
oxalate combustion, catalytic activity correlates well with tin oxide loading. Similar results have been
presented for Pd/SnO,/Al,O5 [45] and Pt-SnO,/Al,O3 [25]. The high activity has been attributed to a
model based on a reverse spillover mechanism, whereby adsorbed O, migrates from the oxide to the
metal sites to react with chemisorbed CO. Alternatively, for preparations involving the use of tin salts,
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such as sodium stannate, the presence of contaminants, such as sodium and chloride, can significantly
influence catalytic activity, complicating the effects of tin loading.

3. Materials and Methods
3.1. Catalyst Preparation

3.1.1. PtPd/Al,O3 Spheres

PtPd/Al,O3 catalysts were prepared by an electrostatic adsorption technique. Briefly, y-alumina
spheres (ca. 2 mm diameter) were hydrated for 1 h with deionised (DI) water. PtCly (0.86 g per 0.25%
loading, Aldrich, Gillingham, UK) acidified with 6 drops HCl(aq) (3.33%) was mixed with NayPdCly
(0.420 mL of 1.131 M per 0.25% loading, Aldrich, Gillingham, UK) in 30.0 mL DI water. The metal
salt solution was mixed with the alumina slurry, and dilute HCl(aq) (3.70%) was added dropwise to
maintain a pH of 3.15 + 0.25 for 2 h. Following this, Na,COOH (0.3 g) was added, and the vessel
was sealed and aged for 16 h. Following the aging treatment, the catalyst spheres were filtered and
extensively washed with H,O prior to desiccation for 48 h.

3.1.2. PtPd/SnO,/Al,O3 Spheres

Alumina spheres were combined with a slurry comprising acidified tin oxide (0.51 g per 2.0%
loading) in DI water. After thorough mixing, the spheres were desiccated for 48 h prior to impregnation
with Pt/Pd as described above.

3.1.3. Pth/NaZSnO3/AIZO3

Alumina spheres were combined with a solution of Na;SnO3.3H,0 (0.9 g per 2.0% tin loading)
in DI water, and mixed for 20 min at room temperature followed by 30 min at 70 °C. After thorough
mixing, the spheres were desiccated for 48 h prior to impregnation with Pt/Pd as described above.

3.1.4. PtPd/SnCy04/Al, O3

Alumina spheres were combined with a slurry comprising Sn(C,0y4) (0.7 g per 2.0% tin loading) in
H,0;(aq) (concentration 0.92% per 2.0% loading). After thorough mixing, the spheres were desiccated
for 48 h before subsequent calcination at 350 °C under flowing air for 1 h prior to impregnation with
Pt/Pd as described above. All quoted loadings were based on the concentrations used in the catalyst
preparation procedures. A wide range of tin loadings was adopted so that it covered a range from
below the theoretical monolayer coverage to well above.

3.2. Catalyst Characterisation

A Kratos Axis Ultra DLD system (Kratos Analytical Let, Manchester, UK) was used to collect XPS
spectra of the spherical catalyst pellets. The catalysts were analysed as integral spheres to avoid dilution
by the core of the alumina. Pellets were analysed using a monochromatic Al Kot X-ray source operating
at 140 W (10 mA X 14 kV). Spectra were collected with pass energies of 160 eV for survey spectra and
40 eV for high-resolution scans using step sizes of 1 and 0.1 eV, respectively. The spectrometer was
operated in the hybrid mode using a combination of magnetic immersion and electrostatic lenses and
acquired over an area of approximately 300 x 700 um?. A magnetically confined charge compensation
system was used to minimize sample charging, and all spectra were taken with a 90° take-off angle.
A base pressure <5 X 107~ Torr was maintained during collection of the spectra. Data was analysed
and quantified using CasaXPS after subtraction of a Shirley-type background using modified Wagner
sensitivity factors as supplied by the manufacturer.

EDX analysis was performed on spherical catalyst pellets using a Carl Zeiss EVO-40 scanning
electron microscope (SEM) (Zeiss, Cambridge, UK) equipped with an INCA x-sight EDX detector.
Calibration was first performed using a cobalt standard. A minimum of three samples from each
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catalyst were analysed, with multiple scans of each sample. The results represent the average values
from all scans.

3.3. Catalyst Testing

Catalyst testing conditions were selected to assess catalyst performance under typical application
conditions. The gas stream was first passed through a humidifier containing deionised water at room
temperature, corresponding to a water content of ca. 4%. The gas was subsequently passed through
a microreactor, which was placed in an isothermally maintained water bath at 25 °C. One gram of
desiccated integral alumina sphere-supported catalyst was placed in a cylindrical fixed bed laboratory
microreactor with a diameter of ~7 mm. Gas was fed into the reactor at 25 mL min~! (for PtPd/Al,O;
catalysts) or 50 mL min~! (for PtPd/SnO,/Al, O3 catalysts) using a MKS mass flow controller (MKS,
Crewe, Cheshire, UK). This equated to a gas hourly space velocity of 1500 and 3000 h~!, respectively;
PtPd/SnO,/Al,O;5 catalysts were tested at a higher GHSV due to complete conversion across catalysts
at 1500 h~!. The volume of catalyst used to calculate the GHSV was that based on the use of the 2 mm
alumina supporting spheres; hence, the catalyst bed contained considerable void volume between the
macroscopic spheres. The postreaction gas stream was analysed online using a Varian CP-3800 GC
equipped with a 1.5 m packed Carbosieve column with sampling every 4.5 min intervals. The GC was
calibrated with known concentrations of CO,. Full conversion was calibrated with 5000 ppm COs,,
which is referred to as total CO, counts. CO conversion was calculated as follows:

COycounts

CO conversion (%) = (m

) x 100

Experimental error for CO conversion was calculated to be +£3% for these experiments. Catalyst
time online data did not always reach steady state, but the conditions employed did allow differentiation
of catalyst performance, and catalysts of this type do not always operate under steady state in
their applications.

4. Conclusions

A series of bimetallic PtPd/Al, O3 catalysts were prepared through an electrostatic adsorption
technique and investigated for ambient temperature CO oxidation. It was shown that the bimetallic
catalysts were more active than their monometallic counterparts and following investigations into the
role of the Pt/Pd ratio, a bimetallic composition of 0.1% Pt/0.4% Pd was selected for further studies.
The addition of tin oxide to the alumina-supported PtPd catalysts resulted in increased catalytic
activity. Catalysts prepared from sodium stannate and tin oxalate were considerably more active than
those prepared from a tin oxide slurry, although significant differences were observed between tin
loading and catalytic activity depending on the tin precursor selected. For catalysts prepared from
tin oxalate, whereby no surface or bulk impurities were detected, increased catalytic activity was
generally correlated with increased tin loading, with the highest activity observed over the 16% Sn
catalyst. Alternatively, the catalysts prepared from sodium stannate were found to be most active at
lower levels of tin loading, with the 1% Sn catalyst demonstrating the highest activity. Analysis by
XPS and EDX showed that the catalysts prepared from sodium stannate contained varying levels of
sodium and chloride contaminants depending on the amount of tin reagent added, which may further
influence catalytic activity. This highlights the importance of precursor and reagent choice during
catalyst synthesis, particularly with regard to known catalyst poisons and promotors.

Supplementary Materials: The following are available online at http://www.mdpi.com/2073-4344/10/11/1223/s1,
Figure S1: Full range XPS survey spectra of PtPd/SnO,/Al,O3. Figure S2: Simulated spectra illustrating effect of
Sn0O, island morphologies.
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