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Au/ZnO and Au/Fe,O; catalysts for CO oxidation at ambient temper-
ature: comments on the effect of synthesis conditions on the preparation

of high activity catalysts prepared by coprecipitation

Saleh Al-Sayari, Albert F. Carley, Stuart H. Taylor, and Graham J. Hutchings*
Department of Chemistry, Cardiff University, P.O. Box 912 Cardiff, CF10 3TB UK

The preparation of Au/ZnO and Au/Fe,O; catalysts using two coprecipitation methods is investigated to determine the
important factors that control the synthesis of high activity catalysts for the oxidation of carbon monoxide at ambient temperature.
In particular, the factors involved in the preparation of catalysts that are active without the need for a calcination step are
evaluated. The two preparation methods differ in the manner in which the pH is controlled during the precipitation, either constant
pH throughout or variable pH in which the pH is raised from an initial low value to a defined end point. Non-calcined Au/ZnO
catalysts prepared using both methods are very sensitive to pH and ageing time, and catalysts prepared at a maximum pH = 5 with
a short ageing time (ca. 0-3 h) exhibit high activity. Catalysts prepared at higher pH give lower activity. However, all catalysts
require a short operation period during which the oxidation activity increases. In contrast, the calcined catalysts are not particularly
sensitive to the preparation conditions. Non-calcined Au/Fe,Oj3 catalysts exhibit high activity when prepared at pH > 5. Calcined
Au/Fe,0; prepared using the controlled pH method retain high activity, whereas calcined catalysts prepared using the variable pH
method are inactive. The study shows the immense sensitivity of the catalyst performance to the preparation methods. It is
therefore not surprising that marked differences in the performance of supported Au catalysts for CO oxidation that are apparent
in the extensive literature on this subject, particularly the effect of calcination, can be expected if the preparation parameters are not

carefully controlled and reported.
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1. Introduction

The observation that supported Au catalysts are
highly effective for the oxidation of carbon monoxide at
ambient temperature has prompted considerable
research in this area [l-3]. High activity has been
reported for a range of catalysts including Au/TiO; [4],
Au/Mn,05 [5], Au/ZnO [6] and Au/Fe,O5 [7]. Recently
[8] the problems associated with reproducibility of the
preparation of these materials has highlighted the need
for standardised reference materials to provide bench-
marks for activity. Catalysts have been prepared using
an extensive range of methods [1-3], including impreg-
nation, coprecipitation, deposition precipitation and
vapour phase deposition. However, many preparation
methods use different temperatures, pH and reaction
times, and consequently materials with variable perfor-
mance are prepared [8]. We have noted previously, that
Au/ZnO catalysts prepared using coprecipitation were
highly active when calcined, but showed poor activity
when the calcination step was omitted [6]. In contrast,
Au/Fe,O5 catalysts prepared similarly showed the
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reverse activity trends [7]. These observations have
prompted us to explore the sensitivity of these catalysts
to the method of preparation. To date there have been
remarkably few comparative studies of catalyst prepa-
ration of Au catalysts for CO oxidation even though
there has been intense research activity using these
materials in recent years. Visco et al. [9] contrasted
Au/Fe,O5 catalysts prepared using impregnation and
coprecipitation and Chen et al. [10] have compared Au/
Al;O35 catalysts prepared using deposition precipitation
and chemical vapour deposition. Flytzani-Stephanopo-
ulos and co-workers [11,12] have prepared Au/CeO,
using deposition precipitation, coprecipitation and
gelation methods and examined the catalysts for the
water gas shift reaction. Schimpf ez a/. [13] and Haruta
and co-workers [14] have prepared Au/TiO,, Au/Al,O3
and Au/SiO, catalysts using a range of methods and
evaluated the materials as hydrogenation catalysts. In
these previous studies the distinct effects of catalyst
preparation parameters have not been studied in detail.
Very recently, Moreau and Bond have addressed this
and have made an in-depth study of the Au/TiO, cata-
lyst prepared by deposition preparation and they have
shown that the preparation parameter can markedly
affect the catalyst performance [15]. In this paper we
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report a preliminary study of the preparation of
Au/ZnO and Au/Fe,O; catalysts using two coprecipi-
tation methods and demonstrate that the catalyst
performance is highly dependent on the pH and the
ageing time. Even short ageing times can have a marked
effect, and consequently we use these results to comment
on the problems associated with variable catalyst per-
formance that has often been encountered in previous
studies.

2. Experimental
2.1. Catalyst preparation

2.1.1. Preparation method A

Au/ZnO catalysts were prepared by a coprecipitation
method using a variable pH method at constant tem-
perature in which the pH of the precipitating solution
was gradually raised. An aqueous solution
HAuCl4.3H,O (5 mL, 0.058 mol/L, Johnson Matthey)
was added to an aqueous solution of Zn(NOs3),:6H,O
(100 mL, 0.1 mol/L, Aldrich) and was stirred at 80 °C.
Aqueous sodium carbonate (0.25 mol/L, Aldrich) was
added dropwise until a pH of 8.0 was obtained. The
material was recovered by filtration and washed several
times with cold and then hot water to ensure removal of
Na™ and CI~. After drying, initially at room tempera-
ture, and then in an oven at 90 °C for 16 h, samples
were also calcined in static air at 400 °C for 3 h.

Au/Fe,0O5 catalysts were prepared in a similar manner.
An aqueous solution HAuCl,-3H,O (5 mL, 0.058 mol/L,
Johnson Matthey) was added to an aqueous solution of
Fe(NO3)39H,0O (50 mL, 0.1 mol/L, Aldrich) and was
stirred at 80 °C. Aqueous sodium carbonate (0.25 mol/L,
Aldrich) was added dropwise until a pH of 8.2 was
obtained. The material was recovered by filtration and
washed several times and dried/calcined in an identical
manner to the Au/ZnO catalysts.

2.1.2. Preparation method B

Au/ZnO catalysts were prepared using a coprecipi-
tation procedure at constant pH and constant temper-
ature. An aqueous solution HAuCly; 3H,O (5 mL,
0.058 mol/L, Johnson Matthey) was added to an aque-
ous solution of Zn(NOj3),-6H,O (100 mL, 0.1 mol/L,
Aldrich) and was stirred at 80 °C. Aqueous sodium
carbonate (0.25 mol/L, Aldrich) was similarly pre-
heated. The two solutions were then fed at a controlled
feedrate to a thermostated precipitation vessel. The
flowrates were adjusted so that the desired constant pH
was maintained. Following the precipitation process the
material was recovered by filtration and washed several
times with cold and then hot water to ensure removal of
the sodium and chloride ions. After drying initially at
room temperature, the material was then dried in an
oven at 90 °C for 16 h. Samples were also calcined in
static air at 400 °C for 3 h.

Au/Fe,O5 catalysts were prepared in a similar man-
ner using aqueous solution of HAuCly;3H,O (5 mL,
0.058 mol/L, Johnson Matthey) and Fe(NO3);9H,O
(50 mL, 0.1 mol/L, Aldrich) maintained at 80 °C. Au
concentrations were determined using atomic absorp-
tion spectroscopy.

2.2. Catalyst evaluation

The catalytic activity for CO oxidation was deter-
mined in a fixed bed quartz micro reactor, operated at
atmospheric pressure. The feed consisted of CO/syn-
thetic air (CO, free) with a molar ratio of 0.5/99.5.
The combined flow rate was maintained at
20 mL min~! and a constant catalyst loading of 50 mg
was employed. The catalyst temperature was main-
tained at 25 °C by immersing the quartz bed in a
thermostatically controlled water bath. Analysis of the
reaction product was carried out on-line using gas
chromatography. Standard catalysts supplied by the
World Council [16] Au/Fe,O; and Au/TiO, were also
studied and these gave 95% and 100% CO conversion
using our standard test conditions.

3. Results
3.1. Materials prepared by method A

3.1.1. Au/ZnO catalysts

A series of Au/ZnO catalysts were prepared using
method A and evaluated as catalysts for the oxidation of
CO at 25 °C. Initial experiments were carried out using a
final pH = 8.0 to determine the optimum temperature
for the preparation of active catalysts. The data presented
in figure 1(a) are for the materials dried at 90 °C with no
additional ageing step in the preparation, i.e., the material
was filtered as soon as the pH = 8.0 had been reached.
These data show that active catalysts can be prepared with
temperatures in the range 60-80 °C, but at a higher pre-
cipitation temperature inactive materials are formed. In
view of this we standardised subsequent preparations at a
controlled temperature of 80 °C. The effect of the final pH
was investigated at 80 °C and it is clear that pH has a
marked effect on catalyst activity (figure 1(b)). Active
catalysts can be prepared with a final pH in the range of
5-8, but a higher final pH led to inactive materials being
synthesised. Analysis of the Au concentration showed
that this decreased steadily as the pH was increased
(pH = 5.0, [Au] = 6.5wt%; pH = 60, [Au] =
4.5wt%; pH = 7.0, [Au] = 2.8 wt%; pH = 8.0,
[Au] = 2.6 wt%; pH = 9.0, [Au] = 2.0 wt%; pH =
10.0,[Au] = 1.9 wt%). Hence, part of the effect observed
on catalyst activity is due to the decreased Au concen-
tration of catalysts prepared at a higher final pH.

The effect of ageing was then examined at two pH
values (pH 8, figure 1(c); pH 6 figure 1(d)). It is clear
that ageing the material in this way prior to filtering had
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Figure 1. CO oxidation at ambient temperature using dried Au/ZnO catalysts prepared usingmethod A. (a) Effect of temperature of
precipitation. Key: (H) 60 °C, (<) 80 °C, (A) 90 °C. (b) Effect of final pH for precipitation at 80 °C, Key: () pH 5, (C) pH 7, (A) pH 8, (x) pH 9,
(A) pH 10. (c) Effect of ageing with a final pH 8.0 for precipitation at 80 °C, Key: () no ageing, (&) 1 h, (A) 3 h, (x) 5 h, () 8 h, (0)12 h. (d)
Effect of ageing with a final pH 6.0 for precipitation at 80 °C. Key: (M) no ageing, (A) 3 h, (x) 5 h, (O) 8 h, (0)12 h.

a marked effect on the initial activity of the dried
material. Materials aged for aged for ] hatpH 8 or 3 h
at pH 6 show enhanced initial performance when com-
pared for unaged materials. This shows a complex
interplay between the variables of pH and ageing time.
However, given sufficient reaction time all the catalysts
eventually gave high conversion. It is clear that the
catalyst structure is changing during the ageing process.
Ageing of the catalyst for any time decreased the Au
concentration, but the effect was independent of ageing
time. At pH = 6.0 the Au content decreased from
4.5 wt% to ca. 3.5 wt%, whereas at pH = 8.0 the Au
concentration decreased from 2.6 wt% to ca. 1 wt%.
Since effective utilisation of Au is an important factor it
is suggested that ageing of precipitates is not beneficial.
However, calcination of the Au/ZnO catalysts prepared
at different ageing times with final pH < 8.0 all gave
100% CO conversion under our test conditions and this
was stable for several hours and required no initial
activation period. This finding is consistent with our
previous study [6].

3.1.2. Au/Fe;0; catalysts

Au/Fe,O5; material was also prepared using method
A and the unaged material prepared at ph 8.2 and dried
at 90 °C gave 100% CO conversion after 30 min time on

stream, whereas the material calcined at 400 °C was
relatively inactive (figure 2). However, the calcined
sample was more active than Fe,O3 prepared in the
absence of Au, indicating that the Au was still exhibiting
a catalytic effect under these reaction conditions. These
data are consistent with those observed in our previous
studies with Au/Fe,O; catalysts [7].
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Figure 2. Activity of Au/Fe,O; catalysts prepared using method A
with a final pH 8.2 at 80 °C. Key:(H) Fe,O; dried at 90 °C, (<) Fe,04
calcined at 400 °C, (A) Au/Fe,Oj3 dried at 90°C, (0) Au/Fe,0; calcined
at 400°C.
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3.2. Materials prepared using method B

Au/ZnO catalysts were prepared using method B in
which the precipitation was carried out at constant pH
(pH = 5.0-11.0 were investigated) and temperature
(80 °C). The catalysts were evaluated as catalysts for the
oxidation of CO at 25 °C, and the data presented in
figure 3(a) are for the materials dried at 90 °C with no
additional ageing step in the preparation, i.e., the
material was filtered as soon as the required pH had
been reached. The data show that the pH has a major
effect on the activity of the dried materials. Active cat-
alysts can be prepared when pH was maintained
between 5 and 7, but at higher pH inactive materials
were prepared. Calcination of the materials prepared at
pH 5-7 at 400 °C gave catalysts that were active
immediately, whereas the dried materials required a
short activation time. Analysis of the Au concentration
of the dried catalysts shows that as the final pH is raised
so the concentration of Au significantly decreases
(pH = 5.0, [Au] = 12wt%; pH = 6.0, J[Au] =
Swt%; pH = 7.0, [Au] = 3 wt%; pH = 8.0, [Au] =
2wt%; pH = 9.0, J[Au]l=1wt%; pH = 10.0,
[Au] = 0.5 wt%), and hence the effect of pH is largely
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Figure 3. CO oxidation at ambient temperature using dried Au/ZnO
catalysts prepared using method B at 80 °C. (a) Effect of pH. Key: (H)
pH 5, (o) pH 6, (&) pH 7, (x) pH 9, (A) pH 10, (@) pH 11. (b) Effect of
ageing with pH = 6.0. Key: (W) no ageing, (&) 1 h, (A)3 h, (A) 6 h,
(d) 8 h, (0) 12 h.
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explainable in terms of its effect on the final Au con-
centration in the synthesised catalyst.

The effect of ageing was also investigated (figure 3(b)).
In these experiments the precipitated material was left
stirring in the reaction mixture at the final pH = 6.0 and
at 80 °C for a specified time. The activity of the catalyst
was found to be particularly sensitive to this parameter
and catalysts with higher activity catalysts at short time
on stream were observed when catalysts were aged in this
way for a limited time (1 h) Ageing for longer times
tended to give catalysts with poorer initial activity.
However, for catalysts aged for >6 h the eventual activity
(i.e., after 220-100 min time on line) did improve. Au
analysis showed that using this method there was no
significant effect of ageing on the Au concentration of the
catalyst (i.e., at pH = 6.0 the Au concentration was ca.
5 wt% for all catalysts), which is in contrast to the effect
of ageing on method A.

Au/Fe,O; materials were also prepared using the
constant pH preparation method without ageing of the
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Figure 4. CO oxidation at ambient temperature using dried Au/Fe,O5
catalysts prepared using method B at 80 °C. (a) Effect of pH for dried
catalysts Key: ((J) pH 4, (l) pH 5, (o) pH 6, (&) pH 7, (A) pH 8, (1)
pH 10. (b) Effect of pH for calcined catalysts. Key(CD) pH 4, (l) pH 5,
(o) pH 6, (O) pH 7, (A) pH 8, (A) pH 10.
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precipitate. The dried materials showed that poorer
activity materials were prepared at pH 4 and pH 10.
(figure 4(a)). The materials calcined at 400 °C showed a
similar activity pattern, except that the highest activity
materials were prepared at pH > 6 (figure 4(b)). The pH
has an effect on the Au concentration of the final cata-
lyst, at pH < 8.0 the Au concentration of the synthesised
material is ca. 9 wt%, but at higher pH only 0.5 wt%
Au is precipitated. Hence, the poor activity of the cat-
alyst prepared at pH = 10 is due to the low Au content.
The poor activity of the catalyst prepared at pH = 4.0
is not, however, due to the Au concentration, and may
be due to the microstructure of the support.

4. Discussion

The results presented in this study of the preparation
of two materials Au/ZnO and Au/Fe,O3; show that high
activity materials for the oxidation of CO at ambient
temperature can be readily prepared for both calcined
and non-calcined materials using two different copre-
cipitation procedures. These results are comparable with
the results obtained from the standard catalysts supplied
by the World Gold Council tested under the same
reaction conditions. However, the most important
observation is the potential sensitivity of these prepa-
ration methods to slight variations in the procedure
when the materials are examined as catalysts for ambi-
ent temperature CO oxidation. For example, use of
precipitation temperatures >80 °C led to inactive cat-
alysts being prepared. Variation in the ageing of the
precipitate prior to filtration, even for short periods of
time, can significantly affect the observed activity,
especially the initial activity. It has been noted that
supported Au catalysts have given variable performance
and that preparation methods can be very difficult to
reproduce [8]. Our findings provide an answer to this
putative problem, since in many published preparation
methods a number of the preparation variables are not
defined, especially the aspect of ageing of the precipitate.
It is clear that small variations can lead to marked dif-
ferences with the dried catalyst. Calcined catalysts are,
however, not particularly affected by the reaction con-
ditions, since the use of the elevated temperature leads to
the formation of particulate Au with the same charac-
teristics, and this is relatively insensitive to the starting
structure.

Precipitation method A has been well studied previ-
ously and has been the main coprecipitation method
used to prepare Au catalysts with ZnO and Fe,O; as
supports. Indeed, we have previously published a
detailed transmission electron microscopy study of the
materials made using this method for Au/ZnO and Au/
Fe,0O3 and correlated the data with the catalytic per-
formance for CO oxidation [6, 7, 16, 17]. The present
study has widened this early study and shows that active
catalysts can be prepared for both dried and calcined

materials as long as the precipitation conditions are
closely controlled, in particular the pH, the temperature
and the ageing time.

With precipitation method A the final pH is an
important variable since the components present in the
reaction mixture precipitate at different pH values [18].
For example, the onset of precipitation of Zn?>" is ca.
pH 7, whereas the onset of precipitation of Fe* " is ca. 3.
Hence using precipitation procedure A the iron oxide/
hydroxide/carbonates precipitates very early in the
preparation procedure, and conversely the zinc oxide/
hydroxide/carbonates precipitate relatively late in the
procedure. This implies the preparation of Au/Fe,O;
materials using procedure A is similar to deposition
precipitation since the support is precipitated prior to
the active component. This is not the case for the Au/ZnO
materials. However, it is quite clear that a calcination
step ensures the formation of an active catalyst.

In addition to the effects of temperature and pH,
catalysts prepared using both procedures A and B are
very sensitive to ageing of the precipitate. This is a topic
that has received very limited attention in the academic
literature, and in particular has received very little
attention for Au catalysts. However, it is recognised by
commercial suppliers of oxide catalyst precursors that
many basic carbonates and hydroxides that are initially
precipitated during the coprecipitation process partially
redissolve giving significant changes in morphology, and
this is crucial for the eventual catalytic performance of
the material. However, in the synthesis of most Au
catalysts reported to date this potentially crucial prep-
aration step has not been investigated or has gone
unreported. Previously, we have shown that ageing
plays an important part in the activity of Au/CuO/ZnO
catalysts for ambient temperature CO oxidation [19].
Ageing of copper containing precipitates is known to be
crucial and we have recently documented two cases in
detail. First, we have shown the processes occurring in
the transformation of CuO/ZnO precursors using
detailed transmission electron microscopy, and demon-
strated the effect on the activity for ambient temperature
CO oxidation [20]. Also, we have shown that ageing can
markedly affect the activity of CuMnO, hopcalite cat-
alysts for CO oxidation [21,22].

In this study we have contrasted the catalytic per-
formance of dried and calcined catalysts. For the dried
materials in many cases the catalytic performance is
observed to increase with time on stream, and some-
times this effect takes several hours. Although, eventu-
ally these materials usually gave 100% CO conversion.
This gives further evidence as to why variable catalytic
performance is often observed with supported Au cat-
alysts, since their initial activity would be observed as
poor, and, perhaps, it is not immediately apparent that
the catalytic performance would improve with time on
stream, since typically the reverse is observed. The cal-
cined catalysts do not show this effect and they always
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give very high activities at the beginning of the experi-
ment. Hence, this provides further evidence as to why
most previous studies utilise calcination as a preparation
step.

The origin of the activation of the dried catalysts may
be due to two factors. First, the exposure of the catalyst
to CO, a reducing gas may lead to the reduction of any
cationic gold to metallic gold. Although it must be noted
that a large excess of oxygen is present but gold is typ-
ically inert to oxidation by dioxygen. Second, the effect
may be due to non-optimal levels of moisture being
retained in the catalyst, since they are dried at 90 °C, a
relatively low temperature. The presence of water is
known to be crucial in the reaction of CO on Au
nanocrystals. Very recently Haruta and co-workers [23]
have shown that Au/TiO,, Au/Al,O; and Au/SiO,
containing Au nanocrystals all increase in activity when
low concentrations of water are co-fed. It is possible that
during the initial phase of the catalytic reaction the
optimal level of surface hydroxyl groups may be estab-
lished for the dried materials.

The present study has shown that very active Au/ZnO
and Au/Fe,O; catalysts for CO oxidation at ambient
temperature can be prepared without the requirement
for a calcination step. The precipitation method is,
however, very sensitive to the pH and the time that the
precipitate remains in the presence of the precipitating
solution. These findings are considered to throw light on
the current problems that have been highlighted con-
cerning the reproducibility of the preparation of high
activity supported Au catalysts, since small variations in
the way the precipitation is carried out can have sig-
nificant affects on the both the initial and final catalytic
performance. In this initial study we have concentrated
on linking catalyst preparation parameters to the
activity of the materials subsequently formed. We have
not characterised the materials at this stage as this forms
part of a subsequent study. However, the key observa-
tion is the sensitivity of the catalyst activity to subtle
changes in the precipitation conditions.

Acknowledgments

This work is supported by Sabic and we thank them
for funding this research. We also thank the World Gold
Council for supplying standard gold catalysts.

References

[11 G.C. Bond and D.T. Thompson, Catal. Rev.-Sci. Eng. 41 (1999)
319.

[2] G.C. Bond and D.T. Thompson, Gold Bull. 33 (2000) 2.

[3] A.S.K. Hashi and G.J. Hutchings, Angew. Chem., Int. Ed., 45
(2006) 7896.

[4] M. Date, Y. Y.Ichihashi, T. Yamashita, A. Chiorino, F. Boccuzzi
and M. Haruta, Catal. Today 72 (2002) 89.

[5] S. Lee, A. Gavriilidis, Q.A. Pankhurst, A. Kyek, F.E. Wagner,
P.C.L. Wong and K.L. Yeung, J. Catal. 200 (2001) 298.

[6] J.E. Bailie, H.A. Abdullah, J.A. Anderson, C.H. Rochester,
N.V. Richardson, N. Hodge, J.-G. Zhang, A. Burrows, C.J. Kiely
and G.J. Hutchings, Phys. Chem. Chem. Phys. 3 (2001) 4113.

[71 N.A. Hodge, CJ. Kiely, R. Whyman, M.R.H. Siddiqui
G.J. Hutchings, Q.A. Pankhurst, F.E. Wagner, R.R. Rajaram
and S.E. Golunski, Catal. Today 72 (2002) 133.

[8] M. Cortie, R. Holliday, A. Laguna, B. Nieuwenhuys
D.T. Thompson, Gold Bull. 36 (2003) 144.
[9] AM. Visco, F. Neri, G. Neri, A. Donato, C. Milone

S. Galvagno, Phys. Chem. Chem. Phys. 1 (1999) 2869.

[10] Y.J. Chen and C.T. Yeh, J. Catal. 200 (2001) 59.

[11] Q. Fu, A. Weber and M. Flytzani-Stephanopoulos, Catal. Lett.
77 (2001) 87.

[12] Q. Fu, S. Kudriavtseva, H. Saltsburg and M. Flytzani-Stepha-
nopoulos, Chem. Eng. J. 93 (2003) 41.

[13] S. Schimpf, M. Lucas, C. Mohr, U. Rodermerck, A. Bruckner
J. Radnik, H. Hofmeister and P. Claus, Catal. Today 72 (2002) 63.

[14] M. Okumura, T. Akita and M. Haruta, Catal. Today 74 (2002)
265.

[15] F. Moreau, G.C. Bond and A.O. Taylor, J. Catal. 231 (2005) 105.

[16] G.J. Hutchings, M.S. Hall, A.F. Carley, P. Landon, B.E. Solsona,
C.J. Kiely, A. Herzing, M. Makkee, J.A. Moulijn, A Overweg,
J. Carlos Fierro-Gonzalez, J. Guzman and B.C. Gates, J. Catal.
242 (20006) 71.

[17] P. Landon, J. Ferguson, B.E. Solsona, T. Garcia, S. Al-Sayari,
A.F. Carley, A. Herzing, C.J. Kiely, M. Makkee, J.A. Moulijn,
A. Overweg, S.E. Golunski and G.J. Hutchings, J. Mat. Chem. 16
(2006) 199.

[18] G.J. Hutchings and J.C. Vedrine, Heterogeneous catalyst prepa-
ration. Springer Series in Chemical Physics (Basic Principles in
Applied Catalysis), 75 (2004) 217.

[19] G.H. Hutchings, M.R.H. Sideiqi, A. Burrows, C.J. Kiely
R. Whyman, J. Chem. Soc. Faraday Trans 93 (1997) 187.

[20] D.M. Whittle, A.A. Mirzaei, J.S.J. Hargreaves, R.W. Joyner,
C.J. Kiely, S.H. Taylor and G.J. Hutchings, Phys. Chem. Chem.
Phys. 4 (2002) 5915.

[21] G.J. Hutchings, A.A. Mirazei, R.W. Joyner, M.R.H. Siddiqui and
S.H. Taylor, Catal. Lett. 42 (1996) 21.

[22] A.A. Mirzaei, H.R. Shaterian, R.W. Joyner, M. Stockenhuber,
S.H. Taylor and G.J. Hutchings, Catal. Commun. 4 (2003) 17.

[23] M. Daté, M. Okumura, S. Tsubota and M. Haruta, Angew.
Chem. Int. Ed. 43 (2004) 2129.




<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (None)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (ISO Coated)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Error
  /CompatibilityLevel 1.3
  /CompressObjects /Off
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages true
  /CreateJDFFile false
  /CreateJobTicket false
  /DefaultRenderingIntent /Perceptual
  /DetectBlends true
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /SyntheticBoldness 1.00
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 524288
  /LockDistillerParams true
  /MaxSubsetPct 100
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveEPSInfo true
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts false
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Preserve
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 150
  /ColorImageDepth -1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages false
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /ColorImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 150
  /GrayImageDepth -1
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.76
    /HSamples [2 1 1 2] /VSamples [2 1 1 2]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 600
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.50000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError true
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputCondition ()
  /PDFXRegistryName (http://www.color.org?)
  /PDFXTrapped /False

  /Description <<
    /ENU <>
    /DEU <>
  >>
>> setdistillerparams
<<
  /HWResolution [2400 2400]
  /PageSize [2834.646 2834.646]
>> setpagedevice


