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Description

Technical Field

[0001] The present invention relates to an inorganic mixed oxide and a catalyst for purification of exhaust gas using
the same.

Background of the Invention

[0002] Conventionally, various catalysts for purification of exhaust gas have been used for the purpose of purification
of exhaust gas emitted from internal combustion engines and the like. Such catalysts for purification of exhaust gas are
used under conditions of high temperature. For this reason, such catalysts for purification of exhaust gas are desired to
have such a high level of heat resistance that the catalytic activity can be kept high even after long-time use at a high
temperature. In this connection, in order to cause such catalysts for purification of exhaust gas to exhibit a higher heat
resistance, various supports and the like have been studied.
[0003] For example, Japanese Unexamined Patent Application Publication No. 2006-36556 (Document 1) discloses
a particulate inorganic oxide comprising: an aluminum oxide; a metal oxide forming no composite oxide with the aluminum
oxide; and an additional element which is at least one of rare earth elements and alkaline earth elements. In the inorganic
oxide, content of the aluminum oxide is 15 to 40% by mole relative to a total amount of aluminum in the aluminum oxide,
a metal element in the metal oxide and the additional element. In the inorganic oxide, at least 80% of primary particles
of the inorganic oxide have a particle diameter of 100 nm or less. In the inorganic oxide, at least a part of the primary
particles have an enriched surface region where a content of the additional element is locally increased in a surface
layer portion thereof. Document 1 also discloses a catalyst for purification of exhaust gas obtained by supporting rhodium
on the inorganic oxide.
[0004] Moreover, Japanese Unexamined Patent Application Publication No. 2006-35019 (Document 2) discloses a
particulate inorganic oxide comprising: an aluminum oxide, a metal oxide forming no composite oxide with the aluminum
oxide; and an additional element which is at least one of rare earth elements and alkaline earth elements, the inorganic
oxide having secondary particles formed through aggregation of primary particles. In the inorganic oxide, at least a part
of the secondary particles contain multiple first primary particles and multiple second primary particles, the first primary
particles containing the aluminum oxide and the additional element and having a particle diameter of 100 nm or less,
the second primary particles containing the metal oxide and the additional element and having a particle diameter of
100 nm or less. In the inorganic oxide, at least a part of the first and second primary particles have an enriched surface
region where a content of the additional element is locally increased in a surface layer portion thereof. Document 2 also
discloses a catalyst for purification of exhaust gas obtained by supporting rhodium on the inorganic oxide.
[0005] Moreover, Japanese Unexamined Patent Application Publication No. 2006-55836 (Document 3) discloses a
particulate inorganic oxide comprising: an aluminum oxide; a metal oxide forming no composite oxide with the aluminum
oxide; and an additional element which is at least one of rare earth elements and alkaline earth elements. In the inorganic
oxide, a content of the additional element is, in terms of amount of an oxide thereof, 1.5 to 5.6% by mole relative to a
total amount of the additional element, aluminum in the aluminum oxide, and a metal element in the metal oxide. In the
inorganic oxide, at least 80% of primary particles of the inorganic oxide have a particle diameter of 100 nm or less. In
the inorganic oxide, at least a part of the primary particles have an enriched surface region where the content of the
additional element is locally increased in a surface layer portion thereof. Document 3 also discloses a catalyst for
purification of exhaust gas obtained by supporting rhodium on the inorganic oxide.
[0006] However, such catalysts for purification of exhaust gas as described in Documents 1 to 3 are not necessarily
satisfactory in terms of well-balanced exhibition of an oxygen storage capability (OSC performance), a HC-reforming
performance and a NOx purification performance.
[0007] US 2007/0104950 A1 discloses a particulate inorganic oxide comprising aluminum oxide, a metal oxide forming
no composite oxide with aluminum oxide, and an additional element including at least one of a rare-earth element and
an alkali earth element, the inorganic oxide containing a secondary particle formed by aggregating primary particles,
wherein at least a part of the secondary particle includes a plurality of first primary particles, each having a particle size
of 100 nm or less, containing aluminum oxide and the additional element, and a plurality of second primary particles,
each having a particle size of 100 nm or less, containing the metal oxide and the additional element, wherein at least a
part of the first and second primary particles has a surface concentrated region where the additional element has a
locally increased content in a surface layer part thereof, and wherein the content of the additional element in terms of
the amount of an oxide thereof is 5.6 mol% or less with respect to the total amount of the additional element, aluminum
in aluminum oxide, and the metal element in the metal oxide.
[0008] EP 1 172 139 A1 discloses a catalyst for purifying an exhaust gas, comprising a support including a mixture
containing a porous oxide and a composite oxide, and a noble metal loaded on the support, the composite oxide being
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expressed by the general formula (Al2O3)a(CeO2)b(ZrO2)1-b, where the values of "a" and "b" are molar ratios falling
within a range of 0.4 ≤ "a" ≤ 2.5, and 0.2 ≤ "b" ≤ 0.7, respectively.
[0009] EP 1 020 216 A1 discloses a catalyst for purifying exhaust gas, comprising a support including a mixture
containing a porous oxide and a composite oxide, and a noble metal loaded on the support, the composite oxide being
expressed by the general formula (Al2O3)a(CeO2)b(ZrO2)1-b(Y2O3)c, where the values of "a", "b" and "c" are molar ratios
falling within a range of 0.4 ≤ a ≤ 2.5, 0.2 ≤b ≤ 0.7, and 0.01 ≤ c ≤ 0.2, respectively, and the support including particles
having a particle diameter of 5 mm or more in an amount of 30 % by volume or more.

Disclosure of the Invention

[0010] The present invention has been accomplished in view of the problems of the conventional techniques. An object
of the present invention is to provide an inorganic mixed oxide and a catalyst for purification of exhaust gas using the
same, the inorganic mixed oxide having a sufficiently excellent heat resistance, and being capable of, when used as a
support of a catalyst, causing the catalyst to exhibit a high level of oxygen storage capability, a high level of HC-reforming
activity and a high level of NOx purification performance in a well-balanced manner.
[0011] The present inventors have earnestly studied in order to achieve the above object. As a result, the present
inventors have revealed the following fact, which led to the completion of the present invention. Specifically, in a particulate
inorganic mixed oxide comprising, in terms of element, aluminum, zirconium, cerium, a first additional element being
La, and a second additional element selected from the group consisting of Nd and Pr , contents of the components are
controlled within specific ranges, a region (an enriched surface region) where a concentration of the second additional
element is locally high is formed in a surface layer portion of at least a part of particles of the inorganic mixed oxide, and
an amount of the second additional element forming the enriched surface region is controlled within an appropriate
range. Thereby, surprisingly, the inorganic mixed oxide comes to have a very excellent heat resistance, and is capable
of, when the inorganic mixed oxide is used as a support of a catalyst, causing the catalyst to exhibit a high level of
oxygen storage capability, a high level of HC-reforming activity and a high level of NOx purification performance in a
well-balanced manner.
[0012] Specifically, the inorganic mixed oxide of the present invention is a particulate inorganic mixed oxide comprising
aluminum, zirconium, cerium, a first additional element being La, and a second additional element selected from the
group consisting of Nd and Pr. In the inorganic mixed oxide of the present invention, the content of aluminum in the
inorganic mixed oxide is 60 to 90 at%, in terms of element content, relative to a total amount of elements which form
cations in the inorganic mixed oxide. In the inorganic mixed oxide of the present invention, the content of cerium in the
inorganic mixed oxide is 0.4 to 50 at%, in terms of element content, relative to a total amount of zirconium and cerium
in the inorganic mixed oxide. In the inorganic mixed oxide of the present invention, the content of the total amount of La
and the second additional element is 1 to 12 at%, in terms of element content, relative to the total amount of the elements
which form cations in the inorganic mixed oxide. In the inorganic mixed oxide of the present invention, at least 80% of
primary particles of the inorganic mixed oxide have a particle diameter of 100 nm or less. In the inorganic mixed oxide
of the present invention, at least a part of the primary particles have an enriched surface region where a content of the
second additional element is locally increased in a surface layer portion thereof. In the inorganic mixed oxide of the
present invention, the amount of the second additional element in the enriched surface region is 0.1 to 0.95% by mass,
in terms of oxide, relative to a whole amount of the inorganic mixed oxide.
[0013] Moreover, according to the present invention, particularly preferable is that the second additional element is Nd.
[0014] In the inorganic mixed oxide of the present invention, the content of La in the inorganic mixed oxide is preferably
0.5 to 9 at% relative to the total amount of the elements which form cations in the inorganic mixed oxide. Moreover, in
the inorganic mixed oxide of the present invention, the content of the total amount of zirconium and cerium is preferably
2.2 to 34.2 at%, in terms of element content, relative to the total amount of the elements which form cations in the
inorganic mixed oxide.
[0015] A catalyst for purification of exhaust gas of the present invention is a catalyst in which rhodium is supported
on above-described the inorganic mixed oxide of the present invention.
[0016] Furthermore, in the catalyst for purification of exhaust gas of the present invention, an amount of the rhodium
supported is preferably 0.01 to 1% by mass relative to the total amount of the inorganic mixed oxide.
[0017] Note that it is not known exactly why the inorganic mixed oxide of the present invention achieves the above
object; however, the present inventors speculate as follows. Specifically, zirconium and cerium in the inorganic mixed
oxide of the present invention can be solid-solubilized in each other to form a composite oxide. Moreover, the formation
of such a composite oxide makes it possible to cause the obtained inorganic mixed oxide to exhibit a high level of OSC
performance. Meanwhile, an oxide of aluminum (an aluminum oxide) in the inorganic mixed oxide of the present invention
does not form a composite oxide with any one of a zirconium oxide, a cerium oxide and/or the composite oxide thereof.
For this reason, in the inorganic mixed oxide of the present invention, primary particles of the aluminum oxide are present
differently from primary particles of the zirconium oxide, the cerium oxide and/or the composite oxide thereof. In the
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inorganic mixed oxide of the present invention, these primary particle species aggregate together, while intervening in
each other, to form secondary particles. When such secondary particles are formed, the primary particles of the aluminum
oxide serve as diffusion barrier in fusion of the primary particles of the zirconium oxide, the cerium oxide and/or the
composite oxide thereof with one another, whereby sintering of the primary particles of the zirconium oxide, the cerium
oxide and/or the composite oxide thereof is inhibited. In the inorganic mixed oxide of the present invention, each of the
components forming the primary particles was contained at a ratio in the above-described specific range, whereby the
amount of the aluminum oxide, which serves as the diffusion barrier, is controlled in an appropriate amount.
[0018] Moreover, in the inorganic mixed oxide of the present invention, La and the second additional element are
contained in addition to the above-described components. Here, La is an element (a structure-stabilizing element) which
functions mainly to stabilize the structure of the primary particles of the aluminum oxide and/or the structure of at least
one kind of the primary particles of the zirconium oxide, the cerium oxide and the composite oxide thereof. Meanwhile,
the second additional element is an element contained in order to arrange them so that the content thereof is locally
increased in at least a part of the surface layer portion of the primary particles forming the inorganic mixed oxide. The
second additional element is an element (a surface-enrichment element) mainly forming the enriched surface region. In
addition, such a second additional element (the surface-enrichment element) mainly functions to stabilize rhodium in an
oxidizing atmosphere, when, for example, rhodium is supported on the inorganic mixed oxide as a catalyst component.
In the present invention, La (the structure-stabilizing element) and such a second additional element (the surface-
enrichment element) are each contained at a ratio in the specific range described above, whereby a sufficient phase
stability and a sufficient crystal stability of each of the primary particles are obtained. As a result, the phase stability and
the crystal stability of each of the primary particles, themselves, under a high temperature environment are sufficiently
improved. The present inventors speculate that, for this reason, when the inorganic mixed oxide of the present invention
is used as a support, and when rhodium, preferable as a catalyst component, is supported thereon, it is possible to
cause the obtained catalyst to exhibit a sufficiently high level of heat resistance, and to cause the obtained catalyst to
exhibit a high level of OSC performance, a high level of HC-reforming activity and a high level of NOx purification
performance in a well-balanced manner, because of sufficient prevention of deterioration of rhodium under conditions
of high temperature.
[0019] When rhodium (Rh), preferable as a catalyst component, is supported on the inorganic mixed oxide of the
present invention, the second additional element, which is basic when converted to an oxide, and the rhodium form
bonding represented by Rh-O-M (M is the second additional element in the support) on the surface of the inorganic
mixed oxide under an oxidizing atmosphere. Thereby, particles of rhodium supported on the surface of the inorganic
mixed oxide become hard to migrate. As a result, the grain growth of rhodium is effectively inhibited, and migration of
the particles of rhodium to a different support is sufficiently inhibited. La as the first additional element (the structure-
stabilizing element) is an element which is solid-solubilized in an oxide of aluminum and which is solid-solubilized in an
oxide of zirconium, an oxide of cerium and/or a composite oxide of zirconium and cerium. Nd and Pr as the second
additional element (the surface-enrichment element) are elements which forms the bonding represented by Rh-O-M (M
is the second additional element in the support) in an oxidizing atmosphere and which also can be converted into metal
in a reducing atmosphere rapidly. In the present invention, considering the relationship of La as the first additional
element present inside the primary particles and the range of content thereof with the kind of the second additional
element present in the enriched surface region of the primary particles and the range of content thereof, the whole
amount of additional elements including both La and the second additional element is limited to the above-described
specific range, and the content of the second additional element in the enriched surface region is limited to the above-
described specific range. Thereby, the grain growth of the support itself and the grain growth of the catalyst component
are inhibited in a well-balanced manner. The present inventors speculate that, accordingly, when the inorganic mixed
oxide of the present invention is used as a support of a catalyst, a high level of OSC performance, a high level of HC-
reforming activity and a high level of NOx purification performance can be exhibited in a well-balanced manner.
[0020] According to the present invention, it is possible to provide an inorganic mixed oxide and a catalyst for purification
of exhaust gas using the same, the inorganic mixed oxide having a sufficiently excellent heat resistance, and being
capable of, when used as a support of a catalyst, causing the catalyst to exhibit a high level of oxygen storage capability,
a high level of HC-reforming activity and a high level of NOx purification performance in a well-balanced manner.

Brief Description of the Drawings

[0021]

Fig. 1 is a schematic diagram of a durability test apparatus used in a heat-resistance test of catalysts.
Fig. 2 is a graph showing NOx purification ratios of mixed pellet catalysts (Example 1, Examples 4 to 7, and Com-
parative Examples 1 and 2) after a durability test.
Fig. 3 is a graph showing HC-reforming ratios of the mixed pellet catalysts (Example 1, Examples 4 to 7, and
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Comparative Examples 1 and 2) after the durability test.
Fig. 4 is a graph showing amounts of OSC of the mixed pellet catalysts (Example 1, Examples 4 to 7, and Comparative
Examples 1 and 2) after the durability test.
Fig. 5 is a graph showing a relationship between a total amount (% by mass) of Nd2O3 in each inorganic mixed
oxide obtained in Example 1, Examples 4 to 7, and Comparative Examples 1 and 2 and an amount (% by mass) of
Nd2O3 in an enriched surface region therein.
Fig. 6 is a graph showing a relationship between a content ratio (Nd/Zr: atomic ratio) between zirconium and neo-
dymium obtained by XPS measurement and a content ratio (Nd/Zr: atomic ratio) between zirconium and neodymium
calculated from fed amounts in each of the inorganic mixed oxides obtained in Example 1, Examples 4 to 7, and
Comparative Examples 1 and 2.
Fig. 7 is a graph showing NOx purification ratios of mixed pellet catalysts (Examples 8 to 10 and Comparative
Examples 3 and 4) after a durability test.
Fig. 8 is a graph showing HC-reforming ratios of the mixed pellet catalysts (Examples 8 to 10 and Comparative
Examples 3 and 4) after the durability test.
Fig. 9 is a graph showing amounts of OSC of the mixed pellet catalysts (Examples 8 to 10 and Comparative Examples
3 and 4) after the durability test.
Fig. 10 is a graph showing ratios of SSA retained and dispersion degrees of Rh of the mixed pellet catalysts (Examples
9 and 10 and Comparative Example 4) after the durability test.
Fig. 11 is a graph showing NOx purification ratios of mixed pellet catalysts (Examples 11 to 13 and Comparative
Examples 5 and 6) after a durability test.
Fig. 12 is a graph showing HC-reforming ratios of the mixed pellet catalysts (Examples 11 to 13 and Comparative
Examples 5 and 6) after the durability test.
Fig. 13 is a graph showing amounts of OSC of the mixed pellet catalysts (Examples 11 to 13 and Comparative
Examples 5 and 6) after the durability test.
Fig. 14 is a graph showing NOx purification ratios of mixed pellet catalysts (Examples 14 to 16 and Comparative
Examples 7 and 8) after a durability test.
Fig. 15 is a graph showing HC-reforming ratios of the mixed pellet catalysts (Examples 14 to 16 and Comparative
Examples 7 and 8) after the durability test.
Fig. 16 is a graph showing of amounts of OSC of the mixed pellet catalysts (Examples 14 to 16 and Comparative
Examples 7 and 8) after the durability test.
Fig. 17 is a graph showing NOx purification ratios of mixed pellet catalysts (Examples 17 to 22 and Comparative
Example 9) after a durability test.
Fig. 18 is a graph showing HC-reforming ratios of the mixed pellet catalysts (Examples 17 to 22 and Comparative
Example 9) after the durability test.
Fig. 19 is a graph showing amounts of OSC of the mixed pellet catalysts (Examples 17 to 22 and Comparative
Example 9) after the durability test.
Fig. 20 is a graph showing NOx purification ratios of mixed pellet catalysts (Example 23 and Comparative Examples
10 to 15) after a durability test.
Fig. 21 is a graph showing HC-reforming ratios of the mixed pellet catalysts (Example 23 and Comparative Examples
10 to 15) after the durability test.

Detailed Description of the Preferred Embodiments

[0022] Hereinafter, the present invention will be described in detail on the basis of preferred embodiments thereof.

<Inorganic Mixed Oxide>

[0023] First, an inorganic mixed oxide of the present invention will be described. Specifically, the inorganic mixed oxide
of the present invention is a particulate inorganic mixed oxide comprising:

aluminum;
zirconium;
cerium;
a first additional element being La; and a second additional element selected from the group consisting of Nd and
Pr, wherein
the content of aluminum in the inorganic mixed oxide is 60 to 90 at%, in terms of element content, relative to the
total amount of elements which form cations in the inorganic mixed oxide,
the content of cerium in the inorganic mixed oxide is 0.4 to 50 at%, in terms of element content, relative to the total
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amount of zirconium and cerium in the inorganic mixed oxide,
the content of a total amount of La and the second additional element is 1 to 12 at%, in terms of element content,
relative to the total amount of the elements which form cations in the inorganic mixed oxide,
at least 80% of primary particles of the inorganic mixed oxide have a particle diameter of 100 nm or less,
at least a part of the primary particles have an enriched surface region where the content of the second additional
element is locally increased in a surface layer portion thereof, and
an amount of the second additional element in the enriched surface region is 0.1 to 0.95% by mass, in terms of
oxide, relative to a whole amount of the inorganic mixed oxide.

[0024] Aluminum, zirconium, cerium, and La and the second additional element according to the present invention
each form any one of an oxide and a composite oxide in the inorganic mixed oxide. For example, the aluminum forms
an aluminum oxide (Al2O3) in the inorganic mixed oxide. Such an aluminum oxide is not particularly limited, and may
be amorphous (for example, activated alumina) or crystalline. The content of such aluminum is 60 to 90 at%, in terms
of element content, relative to the total amount of all elements which form cations in the inorganic mixed oxide. If the
content of such aluminum is less than 60 at%, the heat resistance of the obtained inorganic mixed oxide is lowered.
Meanwhile, if the content exceeds 90 at%, it is difficult that sufficient exhibition of an OSC performance, an HC-reforming
performance and a NOx purification performance are exhibited in a well-balanced manner. A range of the content of
such aluminum is preferably a range from 65 to 85 at% relative to the total amount of all elements which form cations
in the inorganic mixed oxide, from the viewpoint of improvement in heat resistance of the obtained inorganic mixed oxide,
and the viewpoint of a catalytic performance in a case where the inorganic mixed oxide is used as a support of a catalyst.
[0025] Preferably, zirconium and cerium in the inorganic mixed oxide of the present invention form a composite oxide
in which the zirconium and the cerium are solid-solubilized homogeneously in each other. The formation of such a
composite oxide results in tendencies that the obtained inorganic mixed oxide can exhibit a sufficient OSC performance
and that the heat resistance becomes high. In the inorganic mixed oxide of the present invention, primary particles of
the aluminum oxide and primary particles of a zirconium oxide, a cerium oxide and/or a composite oxide thereof sub-
stantially form different primary particle species, which aggregate together, while existing among each other, to form
secondary particles. Hence, the different primary particle species serve as diffusion barrier to one another, whereby
grain growth of each primary particle species is inhibited and the heat resistance is improved. Note that the fact that the
primary particles of the aluminum oxide are formed differently from the primary particles of the zirconium oxide, the
cerium oxide and/or the composite oxide thereof as described above can be checked by an analytic method to be
described later, or the like.
[0026] In the present invention, a ratio of the total amount of zirconium and cerium is preferably in a range from 0.7
to 39.2 at%, and more preferably in a range from 2.2 to 34.2 at%, in terms of element content, relative to the total amount
of all elements which form cations in the inorganic mixed oxide. If such a ratio of the total amount of zirconium and
cerium is less than the above-described lower limit, activity for a steam reforming reaction of a catalyst produced by
supporting rhodium tends to be low. Meanwhile, if such a ratio exceeds the above-described upper limit, the amount of
aluminum, which acts as barrier to diffusion, becomes insufficient, and the heat resistance of the support itself is lowered,
thereby resulting in a tendency that grain growth of rhodium cannot be inhibited sufficiently.
[0027] In the present invention, the content of cerium in the inorganic mixed oxide is 0.4 to 50 at%, in terms of element
content, relative to the total amount of zirconium and cerium in the inorganic mixed oxide. If such a content of cerium
relative to the total amount of zirconium and cerium in the inorganic mixed oxide is less than 0.4 at%, the OSC performance
of the obtained inorganic mixed oxide is lowered, whereby an amount of oxygen obtained becomes insufficient. Mean-
while, if such a content of cerium exceeds 50 at%, the efficiency of the OSC performance is lowered, whereby the
theoretical amount of oxygen cannot be obtained. Moreover, a sufficient NOx purification performance and a sufficient
HC-reforming activity cannot be exhibited. Such a content of cerium is more preferably 10 to 45 at%, in terms of element
content, relative to the total amount of zirconium and cerium in the inorganic mixed oxide, from the viewpoint that an
OSC performance, an HC-reforming performance, and a NOx purification performance are sufficiently exhibited in a
well-balanced manner.
[0028] The first additional element according to the present invention is La, since La is particularly preferable from the
viewpoint of further improvement in heat resistance of the obtained inorganic mixed oxide as a support.
[0029] In the inorganic mixed oxide of the present invention, La as the first additional element is present in a solid-
solubilized or dispersed state in the primary particles of the aluminum oxide and/or the primary particles of at least one
of the zirconium oxide, the cerium oxide and the composite oxide thereof, or other states. Specifically, La may be present
in a solid-solubilized or dispersed state only in the aluminum oxide, or may be present in a solid-solubilized or dispersed
state in the aluminum oxide and the composite oxide, for example. Particularly, also in an inner layer portion (a portion
other than the enriched surface region to be described latter) of the primary particle of the inorganic mixed oxide, at
least a part of La (the structure-stabilizing element) is preferably solid-solubilized in components such as the aluminum
oxide and the zirconium oxide, from the viewpoint of causing La to more markedly exhibit the effect of stabilizing the
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structure.
[0030] The second additional element according to the present invention is an element selected from the group con-
sisting of Nd and Pr. Nd and Pr are elements (surface-enrichment elements) which are mainly contained and arranged
so that the element forms the enriched surface region to be described later, for the achievement of formation of bonding
represented by Rh-O-M (in the formula, M represents the second additional element) on a surface of the inorganic mixed
oxide.
[0031] Nd is particularly preferable from the viewpoint that stabilization of rhodium (Rh) is achieved through the for-
mation of the bonding represented by Rh-O-M (in the formula, M represents the second additional element) on the
surface of the inorganic mixed oxide, when the obtained inorganic mixed oxide is used as a Rh catalyst. Note that, as
the second additional element, one kind of the above-described elements can be used alone or a combination of the
above-described elements can be used.
[0032] Note that in a preferred example of an inorganic mixed oxide of the present invention La as the first additional
element (the structure-stabilizing element) and Nd as the second additional element (the surface-enrichment element)
are used. Specifically, a preferred example of such an inorganic mixed oxide of the present invention is an inorganic
mixed oxide comprising aluminum, zirconium, cerium, Nd as the surface-enrichment element, and La as the structure-
stabilizing element.
[0033] The content of the total amount of La and the second additional element is 1 to 12 at%, in terms of element
content, relative to the total amount of elements which form cations in the inorganic mixed oxide. If such a content of
the total amount of La and the second additional element is less than 1 at%, the heat resistance of the obtained inorganic
mixed oxide becomes insufficient. Meanwhile, if such a content exceeds 12 at%, well-balanced exhibition of a sufficient
OSC performance, a sufficient NOx purification performance and a sufficient HC-reforming activity becomes impossible
in a case where a catalyst supporting rhodium is produced.
[0034] Moreover, the content of La is preferably 0.5 to 9 at%, and more preferably 0.8 to 6 at%, in terms of element
content, relative to the total amount of all elements which form cations in the inorganic mixed oxide. If such a content of
La (the structure-stabilizing element) is less than the lower limit, there is tendency that the heat resistance of the obtained
inorganic mixed oxide cannot be kept sufficiently. Meanwhile, if such a content exceeds the upper limit, the HC-reforming
performance and the NOx purification performance tend to be lowered.
[0035] A content by mass, in terms of oxide, of such a second additional element is preferably 0.5 to 6% by mass,
and more preferably 1 to 6% by mass, relative to the inorganic mixed oxide. If such a content of the second additional
element is lower than the lower limit, the effect of forming the bonding represented by Rh-O-M (where M is the second
additional element) on a surface of the obtained inorganic mixed oxide is not obtained sufficiently. Meanwhile, if such a
content of the second additional element exceeds the upper limit, the content of the second additional element tends to
be excessive relative to that of the rhodium to be supported.
[0036] In terms of ratio of the number of particles, at least 80% of the primary particles of the inorganic mixed oxide
of the present invention need to have a particle diameter of 100 nm or less, for the purpose of enhancing the catalytic
activity by enlarging the specific surface area. The ratio of primary particles having a particle diameter of 100 nm or less
is more preferably 90% or more, and is further preferably 95% or more. Note that the particle diameter represents the
largest one of diameters which is definable for one particle. An average particle diameter of primary particles all over
the particulate inorganic mixed oxide is preferably 1 to 50 nm, and more preferably 3 to 40 nm.
[0037] Moreover, at least a part of the secondary particles formed through aggregation of such primary particles of
the inorganic mixed oxide are preferably formed through aggregation of primary particles mainly made of an aluminum
oxide and having a particle diameter of 100 nm or less, and primary particles mainly made of a zirconium oxide, a cerium
oxide and/or a composite oxide thereof and having a particle diameter of 100 nm or less. Thereby, sintering of the support
under high temperature environments tends to be further markedly suppressed.
[0038] Here, the "primary particle mainly made of an aluminum oxide" mean primary particle formed of an aluminum
oxide as a main component. Specifically, as the particle mainly made of an aluminum oxide, it is preferable that at least
half of whole of the particle comprises an aluminum oxide, in terms of molar ratio or mass ratio. Similar expressions
such as the "primary particles mainly made of a zirconium oxide, a cerium oxide and/or a composite oxide thereof" have
similar meanings as described above.
[0039] Note that the particle diameter of the primary particles, the compositions thereof, and aggregation state of the
secondary particles can be verified through observation or analysis of the inorganic mixed oxide by employing an
appropriate combination of a TEM (transmission electron microscope), an SEM (scanning electron microscope), an FE-
STEM (field emission-scanning transmission electron microscope), an EDX (energy dispersive X-ray spectrometer), an
XPS (X-ray photoelectron spectrometer), and the like.
[0040] In the present invention, at least a part of the primary particles forming the inorganic mixed oxide need to have
the enriched surface region where the content of the second additional element is locally increased in the surface layer
portion thereof.
[0041] In the present invention, the content of the second additional element in the enriched surface region only needs
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to be relatively higher than a content of the second additional element in a region on the inner layer side in the particle.
Such an enriched surface region is formed so as to have a certain depth and cover a surface of the primary particle, but
it is not necessary to completely cover all the surface of the primary particle. Ordinarily, the content of the second
additional element in the primary particle is gradually increased from the inner layer side to the surface layer side.
Accordingly, the enriched surface region and the central portion, of the particles, on a deeper layer side of the enriched
surface region do not necessarily form a clear boundary therebetween.
[0042] In such an enriched surface region, the second additional element is present in the surface layer portion of the
primary particles of the inorganic mixed oxide. In the present invention, the content of the second additional element in
the enriched surface region is 0.1 to 0.95% by mass, and more preferably 0.15 to 0.9% by mass, in terms of oxide,
relative to the whole amount of the inorganic mixed oxide. If the content of the second additional element in the enriched
surface region is less than 0.1% by mass, interaction between the second additional element and a catalytic metal such
as rhodium becomes insufficient, whereby a catalyst having an excellent heat resistance cannot be obtained. Meanwhile,
if the amount exceeds 0.95% by mass, the interaction with the catalytic metal is too strong, whereby a catalytic activity
is lowered when the obtained inorganic mixed oxide is used as a support.
[0043] Note that, the second additional element in the enriched surface region dissolves out upon contact with an
acidic solution such as an aqueous solution of nitric acid. Accordingly, the content of the second additional element
present in the enriched surface region can be verified through determination of the content of the second additional
element which is dissolved into an aqueous solution of nitric acid, when the inorganic mixed oxide is brought into contact
with the aqueous solution of nitric acid. More specifically, for example, 0.1 g of the inorganic mixed oxide is added into
10 ml of a 0.1 N aqueous solution of nitric acid, followed by stirring for 2 hours. Thereby, the second additional element
present in the enriched surface region is dissolved out, and the content of the second additional element dissolved out
is determined by chemical analysis. Thus, the content of the second additional element in the enriched surface region
can be verified.
[0044] Besides the method through the dissolution of the second additional element as described above, the formation
of the enriched surface region in the primary particles of the inorganic mixed oxide can be detected, for example, as
follows. Specifically, an average value of the content of the second additional element of the entire inorganic mixed oxide
is determined by performing composition analysis on the entire inorganic mixed oxide by use of an ICP (inductively
coupled plasma atomic emission spectrometer) or the like. Alternatively, the content of the second additional element
is calculated from the composition ratio of metals in the inorganic mixed oxide. Then, a content of the second additional
element in the surface layer portion may be checked by XPS analysis to be higher than the content as determined above.
[0045] Next, an example of a method for producing an inorganic mixed oxide of the present invention will be described.
For example, a production method which can be employed includes: a coprecipitation step of obtaining a coprecipitate
containing aluminum, zirconium, cerium, and La; a first calcination step of obtaining a mixture of oxides by calcining the
obtained coprecipitate; and a second calcination step of attaching a second additional element selected from the group
consisting of Nd and Pr to the obtained mixture, followed by further calcination.
[0046] The coprecipitate is prepared from a solution in which aluminum, zirconium, cerium and La are dissolved. A
solution which is preferably used to obtain such a coprecipitate is one obtained by dissolving salts of aluminum, zirconium,
cerium and La, or the like in water, alcohol, or the like. Examples of such salts include sulfates, nitrates, chlorides,
acetates, and the like. Moreover, when a trivalent salt is used as a raw material salt of cerium, it is preferable to add
hydrogen peroxide to oxidize the trivalent salt into a tetravalent one. By converting the cerium into tetravalent as described
above, the degrees of solid-solubilization of cerium and zirconium tend to be increased.
[0047] The pH of the solution for obtaining the coprecipitate thereof is adjusted in a range (preferably, to a pH of 9 or
more) within which hydroxides of the metal elements precipitate, by, for example, mixing the solution with an alkaline
solution. Thereby, the coprecipitate as a precursor of the mixture of oxides can be prepared. As the alkaline solution, a
solution of any one of ammonia and ammonium carbonate is preferably used, because of easiness in removal thereof
by vaporization at the time of calcination or the like.
[0048] In the first calcination step, the obtained coprecipitate is preferably centrifuged and washed, and then calcined
by heating. Thus, the mixture of oxides is obtained. In such a first calcination step, the calcination is preferably performed
under an oxidizing atmosphere, such as an air atmosphere, at 600 to 1200°C for 0.5 to 10 hours.
[0049] In the second calcination step, the second additional element is further attached to the mixture of oxides, and
the mixture of oxides is calcined. Thereby, the particulate inorganic mixed oxide can be obtained. With such a method,
most of the attached second additional element is calcined to form an oxide, and comes to be present in the surface
layer portion of the primary particles. For this reason, such a method makes it possible to obtain the inorganic mixed
oxide having a surface region enriched with the second additional element.
[0050] The following is an example of such attachment of the second additional element. Specifically, the mixture of
oxides is suspended in a solution in which a salt (a nitrate or the like) of the second additional element is dissolved.
Thus, the second additional element is supported. The content of the second additional element attached to the mixture
of oxides (the second additional element used for the formation of the enriched surface region) is preferably 0.5 to 6%
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by mass (more preferably, 1 to 6% by mass), in terms of oxide of the additional element, relative to the whole amount
of the inorganic mixed oxide, from the viewpoint of adjustment of the amount of the additional element in the enriched
surface region of the obtained inorganic mixed oxide. By setting such a content of the second additional element attached
to the mixture of oxides in the above-described range, the content of the second additional element in the enriched
surface region of the obtained inorganic mixed oxide can be set to 0.1 to 0.95% by mass, in terms of oxide, relative to
the whole amount of the inorganic mixed oxide.
[0051] For example, when an inorganic mixed oxide comprising aluminum, zirconium, cerium, La as the first additional
element (the structure-stabilizing element) and Nd as the second additional element (the surface-enrichment element)
is produced, the inorganic mixed oxide being a preferred example of the inorganic mixed oxide of the present invention,
La is the first additional element contained in the solution for obtaining the coprecipitate, and Nd is selected as the
second additional element attached to the mixture of oxides.
[0052] Moreover, in such a second calcination step, a calcination temperature is preferably in a range from 400 to
1100°C, and more preferably in a range from 700 to 1000°C. A calcination temperature which is below the lower limit
leads to a tendency that it becomes difficult to control the enriched surface region of the obtained inorganic mixed oxide
in an appropriate range, whereby the interaction between a catalytic metal and the additional element cannot be controlled
appropriately. Meanwhile, a calcination temperature exceeding the upper limit leads to a tendency that reaction of the
additional element with the mixture of oxides proceeds, whereby it becomes difficult to keep the enriched surface region.
The calcination time is preferably in a range from 0.5 to 10 hours.

<Catalyst for Purification of Exhaust Gas>

[0053] A catalyst for purification of exhaust gas of the present invention is a catalyst in which rhodium is supported
on the above-described inorganic mixed oxide of the present invention. In the catalyst for purification of exhaust gas of
the present invention, the inorganic mixed oxide of the present invention in which the amount of the additional element
in the enriched surface region is appropriately adjusted is used as a support.
Accordingly, the solid basicity of the support is appropriately controlled. It is speculated that such appropriate control of
the solid basicity of the support inhibits the migration of supported rhodium even under a high temperature environment,
thereby inhibiting the grain growth thereof. Moreover, when such a catalyst for purification of exhaust gas is used in
actual vehicles, it is preferable to use the catalyst for purification of exhaust gas of the present invention in combination
with a different catalyst in which a catalytic metal other than rhodium, such as platinum and palladium, is supported. In
such a case, the migration of rhodium from the catalyst for purification of exhaust gas of the present invention to a
support of the combined different catalyst is sufficiently inhibited, whereby the rhodium can be kept being used on an
optimum support. In the catalyst for purification of exhaust gas of the present invention, the use of the inorganic mixed
oxide of the present invention sufficiently reduces deterioration of rhodium due to the grain growth of rhodium or the
migration of rhodium to the different support. Thereby, under an atmosphere containing an excess reducing agent, where
the characteristics of Rh are especially important, the NOx purification performance is sufficiently exhibited. Moreover,
it is speculated that the selection of an appropriate second additional element allows the formation of the bonding
represented by Rh-O-M (in the formula, M represents the second additional element), thereby achieving both the inhibition
of grain growth of rhodium and easiness of reduction to rhodium metal. Consequently, it is speculated that performance
at a low temperature (catalytic activity in a low temperature range) is improved. Note that rhodium can be supported on
the inorganic mixed oxide, by employing a conventionally known method such as the impregnation method. A catalytic
metal other than rhodium, such as platinum and palladium, may be supported further on the inorganic mixed oxide of
the present invention.
[0054] At least a part of rhodium in the catalyst for purification of exhaust gas of the present invention is preferably
supported in the surface layer portion of the primary particles of the inorganic mixed oxide in such a manner as to be in
contact with a region (the enriched surface region) where the content of the additional element is locally increased.
Thereby, the second additional element more markedly exhibits the effect of inhibiting the grain growth of rhodium.
[0055] An amount of the rhodium supported in the catalyst for purification of exhaust gas of the present invention is
preferably 0.01 to 1% by mass relative to the total amount of the inorganic mixed oxide, for the purpose of exhibition of
a sufficiently high catalytic activity in terms of catalytic activity per amount of rhodium supported. The amount of rhodium
supported in the catalyst for purification of exhaust gas of the present invention is more preferably 0.01 to 0.5% by mass,
and further preferably 0.01 to 0.3% by mass, relative to the total amount of the inorganic mixed oxide, for the effect of
the inhibition of the grain growth of rhodium achieved by the second additional element.
[0056] The configuration of use of such a catalyst for purification of exhaust gas is not particularly limited. For example,
such a catalyst for purification of exhaust gas can be used in such a manner that a layer made of the catalyst for
purification of exhaust gas is formed on a surface of a substrate such as a honeycomb-shaped monolithic substrate, a
pellet substrate, or a foam substrate, and the catalyst for purification of exhaust gas is placed in a flow path of exhaust
gas in an internal-combustion engine or the like.
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Examples

[0057] Hereinafter, the present invention will be described more specifically on the basis of Examples and Comparative
Examples, but the present invention is not limited the following Examples.

(Examples 1 to 7 (example 2 is a comparative example) and Comparative Examples 1 and 2)

[0058] Each inorganic mixed oxide was produced such that each component had a content shown in Table 1. Spe-
cifically, first, aluminum nitrate nonahydrate was dissolved in ion exchanged water. Then, zirconium oxynitrate dihydrate,
cerium nitrate hexahydrate and lanthanum nitrate hexahydrate were mixed with the obtained aqueous solution of alu-
minum nitrate such that the numbers of moles shown in Table 1 were achieved. Further, hydrogen peroxide was added
thereto in a 1.2-fold molar amount relative to cerium in the cerium nitrate, followed by stirring. Thus, a solution of raw
materials was obtained. Next, the solution of raw materials was added, with sufficient stirring, to ammonia water containing
ammonia in an amount of 1.2 times the neutralization equivalent relative to the metal cations in the solution. Thus, the
pH of the solution was made 9 or higher, thereby coprecipitating hydroxides of aluminum, zirconium, cerium and lan-
thanum. Thus, a precursor of oxides was obtained. Then, the obtained precursor of oxides was centrifuged, washed
thoroughly, then dried in air at 150°C for 7 hours, and subjected to preliminary calcination by further heating at 330°C
for 5 hours. Subsequently, a solid material after the preliminary calcination was dry crushed by use of a crusher (man-
ufactured by OSAKA CHEMICAL Co., Ltd. under the product name of "small crusher Wonder Blender") to 75 mm or
less. Subsequently, calcination (first calcination) was performed by heating in air at 700°C for 5 hours, and then further
heating at 900°C for 5 hours. Thereby, a mixture of oxides after the first calcination containing as elements aluminum
(Al), zirconium (Zr), cerium (Ce) and lanthanum (La: the first additional element) was obtained.
[0059] Next, the obtained mixture of oxides was suspended in an aqueous solution containing a nitrate of the second
additional element (Nd, La or Pr) [an aqueous solution of neodymium nitrate (Examples 1 and 4 to 7 and Comparative
Example 2), an aqueous solution of lanthanum nitrate (Example 2) or an aqueous solution of praseodymium nitrate
(Example 3), each prepared such that the content of the second additional element, in terms of oxide, relative to the
whole amount of the inorganic mixed oxide to be obtained was the ratio shown in Table 1]. The obtained suspension
was stirred for 3 hours. Then, the suspension was heated with stirring, whereby water was evaporated. The residual
solid material was subjected to calcination (second calcination) by heating in air at 110°C for 40 hours, and then further
heating in air at 900°C for 5 hours. Thus, the particulate inorganic mixed oxide was obtained. Note that observation of
the obtained inorganic mixed oxides with a TEM showed that at least 80% of the primary particles of each of the inorganic
mixed oxides had a particle diameter of 100 nm or less.
[0060] In addition, Table 1 shows the content, calculated from the fed amounts, of each component in the inorganic
mixed oxides. Table 1 also shows the content (at%), calculated from the fed amounts, of the total amount of the additional
elements [the total amount of the first additional element (La) and the second additional element (Nd (Examples 1 and
4 to 7 and Comparative Example 2), La (Example 2) or Pr (Example 3))] relative to the total amount of all elements which
form cations in each of the inorganic mixed oxides.
[0061] Subsequently, each catalyst for purification, of exhaust gas in which rhodium was supported on a support was
obtained as follows. Specifically, each of the obtained inorganic mixed oxides was added as the support in an aqueous
solution of Rh(NO3)3, and the mixture was stirred. Then, water was evaporated, and the residual solid material was dried
under a temperature condition of 110°C. Then, the dried solid material was subjected to calcination by heating in air at
500 °C for 3 hours. Note that the concentration of the aqueous solution of Rh(NO3)3 was adjusted such that the amount
of rhodium supported in each of the obtained catalysts for purification of exhaust gas was 0.25% by mass relative to the
support.
[0062] Next, to each of the obtained catalysts for purification of exhaust gas, a support for Pt which had been heated
in air at 1000°C for 5 hours was added at such a ratio that the mass of the support for Pt was 1/3 of the mass of the
catalyst for purification of exhaust gas, followed by dry-mixing in a mortar. Thus, a mixture was obtained. Thereafter,
the obtained mixture was vacuum-packed, and formed into a pellet shape having a diameter of 0.5 to 1 mm by use of
a cold isostatic pressing apparatus at a pressure of 1000 Kgf/cm2. Thus, each mixed pellet catalyst was formed. Note
that, as the support for Pt, a support whose composition was cerium oxide-zirconium oxide-lanthanum oxide-praseo-
dymium oxide was used. In each of the following tests, the mixed pellet catalysts each formed of such a support for Pt
and the catalyst for purification of exhaust gas were used. Thereby, it was made possible to evaluate the catalysts for
purification of exhaust gas in each of which Rh was supported on the inorganic mixed oxide of the present invention in
such a manner that deactivation due to the migration of Rh to another support, which is a cause of deterioration of Rh,
was taken into consideration.
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[Evaluation of Characteristics of Inorganic Mixed Oxides and Catalysts Obtained in Examples 1 to 7 and Comparative 
Examples 1 and 2]

<Heat-Resistance Test of Catalysts>

[0063] A durability test was performed on the mixed pellet catalysts obtained in Examples 1 to 7 and Comparative
Examples 1 and 2. Specifically, first, each of the mixed pellet catalysts was placed in a silica glass tube, and a durability
test apparatus as shown in Fig. 1 was formed. Note that an inner diameter X of the silica glass tube 10 on an entering
gas side was 10 mm. Into the silica glass tube 10, another silica glass tube having an inner diameter Y of 7 mm was
inserted on an exiting gas side, and a honeycomb substrate made of cordierite was placed. When each of the mixed
pellet catalysts 11 (3 g) was placed therein, silica glass wool 12 was provided in front of and behind the catalyst 11.
Note that the arrow A in Fig. 1 shows the flow of gas. Next, to each of the mixed pellet catalysts, supply of a rich gas
containing H2 (2% by volume), CO2 (10% by volume), H2O (3% by volume) and N2 (the balance) for 5 minutes and
supply of a lean gas containing O2 (1% by volume), CO2 (10% by volume), H2O (3% by volume) and N2 (the balance)
for 5 minutes were alternately performed for 50 hours. Note that such a rich gas and a lean gas were supplied so as to
pass at 500 ml/min per 3 g of the catalyst under a condition of a temperature of 1000°C.

<Measurement of NOx Purification Ratios of Catalysts>

[0064] By use of each of the mixed pellet catalysts (Examples 1 to 7 and Comparative Examples 1 and 2) after the
durability test, a NOx purification ratio was measured. In such a measurement of the NOx purification ratio, first, each
catalyst sample obtained by mixing 0.5 g of the corresponding one of the mixed pellet catalysts after the durability test
with 0.5 g of silica glass sand was set in a pellet-catalyst evaluation apparatus (manufactured by Best Instruments Co.,
Ltd. under the product name of "CATA-5000-4"). Next, as supplied gases, a lean gas containing NO (0.15% by volume),
CO (0.65% by volume), C3H6 (0% by volume, in term of C), O2 (0.8% by volume), CO2 (10% by volume), H2O (4% by
volume) and N2 (the balance) and a rich gas containing NO (0.15% by volume), CO (0.65% by volume), C3H6 (0.3% by
volume , in term of C), O2 (0% by volume), CO2 (10% by volume), H2O (4% by volume) and N2 (the balance) were used,
and the gas flow rate was 7 L/minute. Then, the lean gas and the rich gas were switched from one to the other every
10 minutes, a pre-treatment was performed under such a condition that the temperature of gas entering the catalyst
was 600°C. Thereafter, while the temperature of the entering gas was kept at 450 °C, the gas was switched to the rich
gas. Then, when a steady state was achieved, the concentrations of NOx in the gas entering the catalyst and in the gas
exiting from the catalyst were measured, and the NOx purification ratio was calculated from these measured values.
Table 1 shows the obtained results. In addition, Fig. 2 shows a graph of the NOx purification ratios of the mixed pellet
catalysts obtained in Example 1, Examples 4 to 7, and Comparative Examples 1 and 2.

<Measurement of HC-Reforming Ratios of Catalysts>

[0065] By use of each of the mixed pellet catalysts (Examples 1 to 7 and Comparative Examples 1 and 2) after the
durability test, a HC-reforming ratio was measured. In such a measurement of the HC-reforming activity, the concen-
trations of the hydrocarbon in the gas entering the catalyst and in the gas exiting from the catalyst in a steady state were
measured by employing the same method as in the measurement of the NOx purification performances as described
above, and the HC-reforming ratio was calculated from these measured values. Table 1 shows the obtained results. In
addition, Fig. 3 shows a graph of the HC-reforming ratios of the mixed pellet catalysts obtained in Example 1, Examples
4 to 7, and Comparative Examples 1 and 2.

<Measurement of Amounts of OSC>

[0066] By use of each of the mixed pellet catalysts (Examples 1 to 7 and Comparative Examples 1 and 2) after the
durability test, the amount of OSC was measured. In such a measurement of the amount of OSC, each catalyst sample
was prepared by mixing 0.5 g of the corresponding one of the mixed pellet catalysts after the durability test with 0.5 g
of silica glass sand. Then, to the sample, supply of an oxidizing gas containing O2 (1% by volume) and N2 (the balance)
for 60 seconds and supply of a reducing gas containing CO (2% by volume) and N2 (the balance) for 60 seconds were
alternating performed at a gas flow rate of 7 L/minute. Note that the temperature of the gas entering the sample was set
to 450°C. Then, while the reducing gas was being supplied, the concentration (% by volume) of CO2 in the exiting gas
was measured. The relationship between the duration of the feeding of the reducing gas and the concentration of CO2
was plotted, and the integral amount of CO2 was found. Note that, in this test, the obtained integral amount of CO2 was
used as the amount of OSC. Table 1 shows the obtained results. In addition, Fig. 4 shows a graph of the amounts of
OSC of the mixed pellet catalysts obtained in Example 1, Examples 4 to 7, and Comparative Examples 1 and 2.
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<Measurement of Amounts of Second Additional element in Enriched Surface Region>

[0067] First, 0.1 g of each of the inorganic mixed oxides obtained in Examples 1 to 7 and Comparative Examples 1
and 2 was stirred in 10 ml of 0.1 N nitric acid for 2 hours. Then, the filtrate was extracted. Next, the content of the second
additional element (Nd, La or Pr) dissolved in the obtained filtrate was measured by inductively coupled plasma atomic
emission spectroscopy (ICP-AES). Then, while the content of the second additional element (Nd, La or Pr) dissolved in
the filtrate was regarded as the content of the second additional element in the enriched surface region per 0.1 g of the
inorganic mixed oxide, the content of the second additional element (Nd, La or Pr) relative to the whole amount of the
inorganic mixed oxide was calculated. Table 1 shows the thus calculated ratio of the content of the second additional
element in the enriched surface region. Note that, in Table 1, the content of the second additional element is a value
converted into the mass of the oxide (Nd2O3, La2O or Pr2O3) in the inorganic mixed oxide (unit: % by mass). In addition,
Fig. 5 shows a graph showing the relationship between the total amount (% by mass) of Nd2O3 in the inorganic mixed
oxide and the amount (% by mass) of Nd2O3 in the enriched surface region, in each of the mixed pellet catalysts obtained
in Example 1, Examples 4 to 7, and Comparative Examples 1 and 2.
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[0068] As apparent from the results shown in Table 1 and Figs. 2 to 4, it was found out that the catalysts for purification
of exhaust gas of the present invention (Examples 1 to 7) had a sufficiently high heat resistance and were capable of
exhibiting a high level of NOx purification performance, a high level of HC-reforming performance and a high level of
OSC performance in a well-balanced manner even after the durability test. It was also found out that, when La, Pr or
Nd was used as the second additional element, a sufficient effect was obtained, and that, when the content of La, Pr or
Nd was 2% by mass, in terms of oxide, relative to the inorganic oxide, and especially when Nd was contained, the NOx
purification activity was excellent.
[0069] Meanwhile, it was found out that the NOx purification performance and the HC-reforming performance were
lowered in the catalyst for purification of exhaust gas (Comparative Example 1) of which the content of Nd2O3 in the
enriched surface region was 0% by weight and in the catalyst for purification of exhaust gas (Comparative Example 2)
of which the content of Nd2O3 in the enriched surface region was 1.49% by weight. Regarding the catalyst for purification
of exhaust gas obtained in Comparative Example 1, it is speculated that the performances were lowered because the
enriched surface region was not intentionally formed, whereby the stabilization of Rh on the outermost surface of the
support was not sufficient. Meanwhile, regarding the catalyst for purification of exhaust gas obtained in Comparative
Example 2, it is speculated that the performances were lowered because the content of the additional element in the
enriched surface region was high, which resulted in not only reduction of the specific surface area, but also inhibition of
conversion into Rh metal. The results shown in Table 1 and Figs. 2 to 4 showed a tendency that, when the content of
the additional element in the enriched surface region was excessive, not only the catalytic performances but also the
OSC performance was lowered. Note that, in the inorganic mixed oxide obtained in Example 2 (for comparative purposes
only), since the first and second additional elements were the same element (La), the amount of La determined by the
above-described determination method of the content of the second additional element in the enriched surface region
gave the sum of the first additional element (La) and the second additional element (La) which were present in the
enriched surface region. For this reason, in the inorganic mixed oxide obtained in Example 2, the value of the content
of the second additional element in the enriched surface region shown in the table is greater than 0.95% by mass.
However, it is speculated, from the results of other examples (for example, Examples 3 and 4) and the like, that the
content of the second additional element in the enriched surface region is in a range from 0.1 to 0.95% by mass, in terms
of oxide.

<XPS Measurement on Inorganic Mixed Oxides Obtained in Example 1, Examples 4 to 7, and Comparative Examples 
1 and 2>

[0070] By use of the inorganic mixed oxides obtained in Example 1, Examples 4 to 7, and Comparative Examples 1
and 2, the content ratio (atomic ratio) between zirconium and neodymium in the vicinity of the surface of each of the
inorganic mixed oxides was determined by X-ray photoemission spectroscopy (XPS). Fig. 6 shows a graph showing a
relationship between the content ratio (Nd/Zr: atomic ratio) between zirconium and neodymium obtained by the XPS
measurement and the content ratio (Nd/Zr: atomic ratio) between zirconium and neodymium calculated from the fed
amounts.
[0071] As apparent from the results shown in Fig. 6, it was found out that, in each of the inorganic mixed oxides, the
content ratio between zirconium and neodymium obtained by the XPS measurement was larger than and has a propor-
tional relationship with the content ratio between zirconium and neodymium calculated from the fed amounts. It was
found out from such results that, in the inorganic mixed oxide obtained in each of Examples and Comparative Examples,
the vicinity of the surface was enriched with Nd2O3.

<Evaluation of Characteristics by EPMA>

[0072] By use of the mixed pellet catalysts (Example 4 and Comparative Example 1) after the durability test, EPMA
measurement was performed. For the measurement, first, 2 cc of a hardener manufactured by Marumoto Struers K. K.
under the product name of "’EpoFix’ Hardener" was added to 15 cc of a resin manufactured by Marumoto Struers K. K.
under the product name of "’EpoFix’ Resin," followed by stirring. The mixture was heated under a temperature condition
of 40°C for one minute, and then further stirred. To a part thereof, 0.1 g of the mixed pellet catalyst after the durability
test was added, followed by mixing. Then, the mixture was fed into a cylindrical plastic container having a diameter of
2 cm and a height of 3 cm. Then, the inside of the cylinder was evacuated with a vacuum pump. Thereafter, the rest of
the resin containing the hardener was placed on the mixture to a height of approximately 2 cm, and the inside of the
cylinder was evacuated with a vacuum pump. Then, the resin was hardened by standing at room temperature (25°C)
for 2 days. Then, after a bottom surface was ground with a wet grinder, the bottom surface was measured by use of
JXA-8200 manufactured by JEOL Ltd. under conditions of an acceleration voltage of 15 kV, and an illumination current
of 0.3 mA. An image analysis was performed on the results for distinguishing Rh on the inorganic mixed oxide of the
present invention from Rh on the support for Pt. Then, on the basis of the ratio of areas of Rh, the degree of migration
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of Rh to the support for Pt was determined.
[0073] According to the results of such determination, the degree of migration of Rh in the mixed pellet catalyst obtained
in Example 4 was 13.4%, whereas the degree of migration in the mixed pellet catalyst obtained in Comparative Example
1 was 20.9%. These results showed that the formation of the enriched surface region increased the stability of Rh, and
made it possible to inhibit the migration of Rh to the support for Pt even after the durability test, whereby a larger amount
of active Rh remained on the support.
[0074] According to the above-described results, it is found out that Nd is more preferable as the second additional
element, and the above-described results showed that the enriched surface region was formed in each of the inorganic
mixed oxides obtained in Examples 1 to 7. Accordingly, in the following examples, Nd was used as the second additional
element, and the amount of Nd (in terms of Nd2O3) fed was set to 2% by mass relative to the whole amount of the
inorganic mixed oxide.

(Examples 8 to 10 and Comparative Examples 3 and 4)

[0075] Each inorganic mixed oxide, each catalyst for purification of exhaust gas and each mixed pellet catalyst were
produced in the same manner as in Example 1, except that each component had a content shown in Table 2. Note that,
in Comparative Example 3, no cerium nitrate hexahydrate was used.
[0076] By use of the inorganic mixed oxides and the mixed pellet catalysts (Examples 8 to 10 and Comparative
Examples 3 and 4) obtained as described above, a heat-resistance test was performed by employing the same method
as described above. Then, measurement of NOx purification ratios, measurement of HC-reforming ratios, and meas-
urement of amounts of OSC were performed. Table 2 and Figs. 7 to 9 show the obtained results. Note that Fig. 7 is a
graph showing the NOx purification ratio of each of the catalysts, Fig. 8 is a graph showing the HC-reforming ratio of
each of the catalysts, and Fig. 9 is a graph showing the amount of OSC of each of the catalysts.

<Measurement of Ratio of Specific Surface Area Retained (Ratio of SSA Retained)>

[0077] Specific surface areas of each of the mixed pellet catalysts (Examples 9 and 10 and Comparative Example 4)
before the durability test and of each of the mixed pellet catalysts (Examples 9 and 10 and Comparative Example 4)
after the durability test were determined by N2 adsorption (the BET single-point method) by use of a full-automatic specific
surface area-measuring device (Micro Sorp 4232 II) manufactured by Micro Data Co., Ltd. Then, from the thus determined
specific surface areas, a ratio of SSA retained was found by calculation using the following equation: 

[0078] Fig. 10 shows the results of relative comparison which was made with the ratio of SSA retained of the catalyst
obtained in Example 2 taken as the reference.

<Measurement of Dispersion Degree of Rh>

[0079] A dispersion degree of Rh of each of the mixed pellet catalysts (Examples 9 and 10 and Comparative Example
4) after the durability test was measured. In the measurement of such dispersion degree of Rh, a CO-pulse measurement
method was employed. Specifically, first, each of the mixed pellet catalysts after the durability test was heated to a
temperature of 400°C over 15 minutes under a gas atmosphere of O2 (100% by volume), and then held for 15 minutes.
Next, the gas atmosphere was changed to a gas atmosphere of He (100% by volume), and then held at 400°C for 10
minutes. Subsequently, the gas atmosphere was changed to a gas atmosphere of H2 (100% by volume), and then held
at 400°C for 15 minutes. Thereafter, the gas atmosphere was further changed to a gas atmosphere of He (100% by
volume), and held at 400°C for 10 minutes. While the gas atmosphere of He (100% by volume) was kept, natural cooling
was performed to room temperature (25°C). Subsequently, each of the mixed pellet catalysts was cooled under a gas
atmosphere of He (100% by volume) to the temperature of dry ice-ethanol (-78°C). Thereafter, under the gas atmosphere
of He (100% by volume), each of the mixed pellet catalysts was subjected to five pulses with CO at 0.7 mmol/pulse.
Then, an amount of CO which was in the pulses but which did not adsorb onto the catalyst was detected, by use of a
thermal conductivity detector. Then, the amount of CO adsorbed was determined on the basis of the number of pulses
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and the TCD area at the time of saturation of the adsorption. Then, from the obtained amount of CO adsorbed and the
amount of Rh supported, the dispersion degree of Rh was obtained by calculation using the following equation: 

Fig. 10 shows the result of relative comparison which was made with the dispersion degree of Rh of the catalyst obtained
in Example 2 taken as the reference.

[0080] As apparent from the results shown in Table 2 and Figs. 7 to 9, it was found out that the catalysts for purification
of exhaust gas of the present invention (Examples 8 to 10) had a high NOx purification ratio, a high HC-reforming ratio
and a large amount of OSC even after the durability test. Specifically, it was found out that each of the catalysts for
purification of exhaust gas of the present invention had a sufficiently high heat resistance, and was capable of exhibiting
a high level of NOx purification performance, a high level of HC-reforming performance and a high level of OSC per-
formance in a well-balanced manner even after the durability test. Moreover, it was found out that, among the catalysts
for purification of exhaust gas of the present invention (Examples 8 to 10), as the content of cerium relative to the total
amount of all elements which form cations in the inorganic mixed oxide increased, the amount of OSC increased pro-
portionally thereto. According to Fig. 10, it was found out that each of the catalysts for purification of exhaust gas of the
present invention (Examples 9 and 10) had the ratio of the specific surface area retained and the dispersion degree of
Rh at sufficiently high levels.
[0081] In contrast, although the catalyst for purification of exhaust gas obtained in Comparative Example 3 exhibited
a high NOx purification ratio even after the durability test, the HC-reforming ratio and the amount of OSC thereof were

[Table 2]

Example 
8

Example 
9

Example 
10

Comparative 
Example 3

Comparative 
Example 4

Number of moles of ions 
fed to solution (mol)

Al2 200 200 200 200 200

Zr 95 95 95 95 95

La 9 19 29 5 52

Ce 10 21 54 0 100

Amount of second additional element relative 
to total amount of inorganic mixed oxide 

(amount of Nd203 in inorganic oxide: % by 
mass)

2 2 2 2 2

Composition ratio (at%) 
of metals in mixture

Al 77.2 74.1 68.5 79.4 61.2

Zr 18.3 17.6 16.3 18.9 14.5

Ce 1.93 3.89 9.25 0 15.3

La 1.74 3.52 4.97 0.99 7.95

Nd 0.83 0.87 0.96 0.79 1.07

Content (at%) of total amount of first and 
second additional elements (Nd+La) in 

inorganic oxide
2.56 4.39 5.93 1.78 9.02

Content (C/CZ: at%) of cerium relative to total 
amount of cerium and zirconium

9.5 18.1 36.2 0 51.3

NOx purification ratio 100 99.8 98.6 99.5 89.6

HC-reforming ratio (%) 85.3 83.1 73.9 67.3 43.8

Amount of OSC (mmol) 321.8 343.9 407.5 221.8 386.8
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not sufficient. Note that the amount of OSC of the catalyst for purification of exhaust gas obtained in Comparative
Example 3 was mainly due to the mixed support for Pt. It is speculated that such results were obtained because the
catalyst for purification of exhaust gas obtained in Comparative Example 3 did not contain cerium.
[0082] Meanwhile, it was found out that, although the catalyst for purification of exhaust gas obtained in Comparative
Example 4 had a certain high level of amount of OSC even after the durability test, the NOx purification ratio and the
HC-reforming ratio were not sufficient. The above-described decrease in the NOx purification ratio and the HC-reforming
ratio of the catalyst for purification of exhaust gas obtained in Comparative Example 4 can be attributed to the low ratio
of the specific surface area retained and the low dispersion degree of Rh, as apparent from Fig. 10. Moreover, in the
catalyst for purification of exhaust gas obtained in Comparative Example 4, although the content of cerium was higher
than those of the catalysts for purification of exhaust gas of the present invention (Examples 8 to 10), the amount of
OSC was smaller than those of the catalysts for purification of exhaust gas of the present invention (Examples 8 to 10).
It is speculated that this was caused because the efficiency of conversion of the valence of cerium ions (the efficiency
of conversion between Ce4+ and Ce3+) was lowered, when the content of cerium relative to the total amount of zirconium
and cerium in the inorganic mixed oxide (in the table, described as "C/CZ") exceeded 50 at%. Such results showed that,
in order to utilize cerium without waste and obtain a high catalytic activity, it is necessary to set the content of cerium
(C/CZ) to 50 at% or less.

(Examples 11 to 13 and Comparative Examples 5 and 6)

[0083] Each inorganic mixed oxide, each catalyst for purification of exhaust gas and each mixed pellet catalyst were
produced in the same manner as in Example 1, except that each component had a content shown in Table 3. Note that,
in each of the catalysts for purification of exhaust gas which were produced to have the contents shown in Table 3, the
content of ceria per weight of each of the catalysts was approximately 10% by mass, and the theoretical amounts of
OSC of the catalysts were substantially the same.
[0084] By use of the inorganic mixed oxides and the mixed pellet catalysts (Examples 11 to 13 and Comparative
Examples 5 and 6) obtained as described above, a heat-resistance test was performed by employing the same method
as described above. Then, measurement of NOx purification ratios, measurement of HC-reforming ratios, and meas-
urement of amounts of OSC were performed. Table 3 and Figs. 11 to 13 show the obtained results. Note that Fig. 11 is
a graph showing the NOx purification ratio of each of the catalysts, Fig. 12 is a graph showing the HC-reforming ratio
of each of the catalysts, and Fig. 13 is a graph showing the amount of OSC of each of the catalysts.

[Table 3]

Example 
11

Example 
12

Example 
13

Comparative 
Example 5

Comparative 
Example 6

Number of moles of ions 
fed to solution (mol)

Al2 200 200 200 200 200

Zr 150 95 30 400 15

La 30 19 6 80 3

Ce 29 23 16 54 15

Amount of second additional element relative 
to total amount of inorganic mixed oxide 

(amount of Nd2O3 in inorganic oxide: % by 
mass)

2 2 2 2 2

Composition ratio (at%) of 
metals in mixture

Al 65.1 73.8 87.8 42.3 91.7

Zr 24.4 17.5 6.59 42.3 3.44

Ce 4.72 4.25 3.51 5.71 3.44

La 4.88 3.51 1.32 8.46 0.69

Nd 0.96 0.88 0.74 1.18 0.70

Content (at%) of total amount of first and 
second additional elements (Nd+La) in 

inorganic oxide
5.84 4.38 2.06 9.65 1.39

Content (C/CZ: at%) of cerium relative to total 
amount of cerium and zirconium

16.2 19.5 34.8 11.9 50.0
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(Examples 14 to 16 and Comparative Examples 7 and 8)

[0085] Each inorganic mixed oxide, each catalyst for purification of exhaust gas and each mixed pellet catalyst were
produced in the same manner as in Example 1, except that each component had a content shown in Table 4. Note that,
in each of the catalysts for purification of exhaust gas which were produced to have the contents shown in Table 4, the
content of ceria per weight of each of the catalysts was approximately 20% by mass, and the theoretical amounts of
OSC of the catalysts were substantially the same.
[0086] By use of the inorganic mixed oxides and the mixed pellet catalysts (Examples 14 to 16 and Comparative
Examples 7 and 8) obtained as described above, a heat-resistance test was performed by employing the same method
as described above. Then, measurement of NOx purification ratios, measurement of HC-reforming ratios, and meas-
urement of amounts of OSC were performed. Table 4 and Figs. 14 to 16 show the obtained results. Note that Fig. 14 is
a graph showing the NOx purification ratio of each of the catalysts, Fig. 15 is a graph showing HC-reforming ratio of
each of the catalysts, and Fig. 16 is a graph showing the amount of OSC of each of the catalysts.

[0087] As apparent from the results shown in Tables 3 and 4 and Figs. 11 to 16, it was found out that the catalysts for

(continued)

Example 
11

Example 
12

Example 
13

Comparative 
Example 5

Comparative 
Example 6

NOx purification ratio 98.7 99.8 99.8 91.2 99.8

HC-reforming ratio (%) 72.4 83.1 85.8 42.6 86.0

Amount of OSC (mmol) 328.5 343.9 285.1 343.8 270.5

[Table 4]

Example 
14

Example 
15

Example 
16

Comparative 
Example 7

Comparative 
Example 8

Number of moles of ions 
fed to solution (mol)

Al2 200 200 200 200 200

Zr 130 95 40 350 20

La 40 29 12 107 6

Ce 62 54 40 117 35

Amount of second additional element relative 
to total amount of inorganic mixed oxide 

(amount of Nd2O3 in inorganic oxide: % by 
mass)

2 2 2 2 2

Composition ratio (at%) of 
metals in mixture

Al 62.7 68.5 80.6 40.6 86.1

Zr 20.4 16.3 8.06 35.5 4.30

Ce 9.71 9.25 8.06 11.9 7.53

La 6.26 4.97 2.42 10.9 1.29

Nd 1.02 0.96 0.84 1.24 0.78

Content (at%) of total amount of first and 
second additional elements (Nd+La) in 

inorganic oxide
7.28 5.93 3.25 12.1 2.07

Content (C/CZ: at%) of cerium relative to total 
amount of cerium and zirconium

32.3 36.2 50.0 25.1 63.6

NOx purification ratio 98.4 98.6 99.8 96.4 97.8

HC-reforming ratio (%) 65.7 73.9 78.3 52.9 69.4

Amount of OSC (mmol) 418.2 407.5 333.1 464.3 311.2
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purification of exhaust gas of the present invention (Examples 11 to 16) had a sufficiently high heat resistance, and were
capable of exhibiting a high level of NOx purification performance, a high level of HC-reforming performance and a high
level of OSC performance in a well-balanced manner even after the durability test. Meanwhile, it was found out that the
catalysts for purification of exhaust gas for comparison (Comparative Examples 5 and 7 to 8) were not capable of
exhibiting the NOx purification performance and the HC-reforming performance at high levels in a well-balanced manner.
In particular, in the catalysts for purification of exhaust gas (Comparative Example 5 and Comparative Example 7) in
which the content of aluminum in the inorganic mixed oxide was less than 60 at% in terms of element content, the NOx
purification performance and the HC-reforming performance were not sufficient. It is speculated that such results were
obtained because, in each of the catalysts for purification of exhaust gas obtained in Comparative Example 5 and
Comparative Example 7, the grain growth of primary particles of the zirconium oxide, the cerium oxide and the composite
oxide thereof in the inorganic mixed oxide was not inhibited sufficiently because of the low content of aluminum.
[0088] Now, comparing the catalyst for purification of exhaust gas (Example 13) in which the content of aluminum in
the inorganic mixed oxide was 87.8 at% in terms of element content with the catalyst for purification of exhaust gas
(Comparative Example 6) in which the content of aluminum in the inorganic mixed oxide was 91.7 at%, it is found that
the catalyst for purification of exhaust gas for comparison (Comparative Example 6) was inferior in OSC performance.
Such results showed that, for the purpose of exhibition of high catalytic performances in a well-balanced manner, it is
necessary to set the content of aluminum in the inorganic mixed oxide to 90 at% or less. Moreover, according to the
results shown in Fig. 13 and Fig. 16, it was shown that the OSC performance depended on the content (C/CZ) of cerium,
and that the efficiency thereof decreased as the C/CZ increased. It was also shown that, since the catalyst for purification
of exhaust gas for comparison (Comparative Example 8) had the content (C/CZ) of cerium exceeding 50 at%, the OSC
performance thereof was lowered. Such results show that it is necessary to set the content (C/CZ) of cerium to 50 at%
or less.

(Examples 17 to 22 and Comparative Example 9)

[0089] Each inorganic mixed oxide, each catalyst for purification of exhaust gas and each mixed pellet catalyst were
produced in the same manner as in Example 1, except that each component had a content shown in Table 5.
[0090] By use of the inorganic mixed oxides and the mixed pellet catalysts (Examples 17 to 22 and Comparative
Example 9) obtained as described above, a heat-resistance test was performed by employing the same method as
described above. Then, measurement of NOx purification ratios, measurement of HC-reforming ratios, and measurement
of amounts of OSC were performed. Table 5 and Figs. 17 to 19 show the obtained results. Note that Fig. 17 is a graph
showing the NOx purification ratio of each of the catalysts, Fig. 18 is a graph showing the HC-reforming ratio of each of
the catalysts, and Fig. 19 is a graph showing the amount of OSC of each of the catalysts.

[Table 5]

Example 
17

Example 
18

Example 
19

Example 
20

Example 
21

Example 
22

Comparativ 
e Example 9

Number of 
moles of ions 

fed to 
solution (mol)

Al2 200 200 200 200 200 200 200

Zr 95 95 95 95 95 95 95

La 5 11 20 29 38 58 0

Ce 49 50 52 54 56 61 48

Amount of second 
additional element 

relative to total amount 
of inorganic mixed oxide 

(amount of Nd2O3 in 
inorganic oxide: % by 

mass)

2 2 2 2 2 2 2

Composition 
ratio (at%) of 

metals in 
mixture

Al 72.2 71.3 69.9 68.5 67.3 64.5 73.0

Zr 17.2 16.9 16.6 16.3 16.0 15.3 17.3

Ce 8.82 8.91 9.08 9.25 9.41 9.83 8.76

La 0.90 1.96 3.49 4.97 6.39 9.35 0

Nd 0.91 0.92 0.94 0.96 0.98 1.02 0.89
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[0091] As apparent from the results shown in Table 5 and Figs. 17 to 19, it was found out that the catalysts for purification
of exhaust gas of the present invention (Example 17 to 22) had a sufficiently high heat resistance, and were capable of
exhibiting a high level of NOx purification performance, a high level of HC-reforming performance and a high level of
OSC performance in a well-balanced manner even after the durability test. It was found out that the NOx purification
performance and the HC-reforming performance were lowered in the catalyst for purification of exhaust gas (Example
22) in which the content of the total amount of the first and second additional elements was 10.37 at%, but the content
of the first additional element was 9.35 at%. It is speculated that the performances were lowered because, in the catalyst
for purification of exhaust gas obtained in Example 22, the content of the first additional element (La: the structure-
stabilizing element) of the additional elements exceeded 9.0 at%, whereby the conversion into rhodium metal was rather
inhibited.
[0092] Meanwhile, it was found out that the catalyst for purification of exhaust gas for comparison (Comparative
Example 9) was not capable of exhibiting the NOx purification performance and the HC-reforming performance at high
levels in a well-balanced manner. Regarding the catalyst for purification of exhaust gas (Comparative Example 9) in
which the content of the total amount of the first and second additional elements was 0.89 at%, it was found out that the
NOx purification performance and the HC-reforming performance were extremely low and that the heat resistance was
not sufficient. It is speculated that such results were obtained because the catalyst for purification of exhaust gas obtained
in Comparative Example 9 had an insufficient amount of the additional elements, and that the heat resistance was made
insufficient especially because the first additional element (La: the structure-stabilizing element) of the additional elements
was not contained.

(Example 23 and Comparative Examples 10 to 14)

[0093] Each inorganic mixed oxide, each catalyst for purification of exhaust gas and each mixed pellet catalyst were
produced in the same manner as in Example 1, except that each component had a content shown in Table 6.

(Comparative Example 15)

[0094] A catalyst for purification of exhaust gas and a mixed pellet catalyst were produced in the same manner as in
Example 1, except that a powder of a neodymium oxide was used as the support in place of the inorganic mixed oxide.
[0095] By use of the inorganic mixed oxides and the mixed pellet catalysts (Example 23 and Comparative Examples
10 to 15) obtained as described above, a heat-resistance test was performed by employing the same method as described
above. Then, measurement of NOx purification ratios, and measurement of HC-reforming activities were performed.
Table 6 and Figs. 20 and 21 show the obtained results. Note that Fig. 20 is a graph showing the NOx purification ratio
of each of the catalysts, and Fig. 21 is a graph showing the HC-reforming ratio of each of the catalysts.

(continued)

Example 
17

Example 
18

Example 
19

Example 
20

Example 
21

Example 
22

Comparativ 
e Example 9

Content (at%) of total 
amount of first and 
second additional 

elements (Nd+La) in 
inorganic oxide

1.81 2.88 4.43 5.93 7.37 10.37 0.89

Content (C/CZ: at%) of 
cerium relative to total 
amount of cerium and 

zirconium

34.0 34.5 35.4 36.2 37.1 39.1 33.6

NOx purification ratio 89.1 95.6 97.4 98.6 97.8 95.6 55.1

HC-reforming ratio (%) 54.1 66.1 69.2 73.9 72.4 66.3 34.1

Amount of OSC (mmol) 441.6 416.7 401.2 407.5 407 407.9 439.5
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[0096] As apparent from the results shown in Table 6 and Figs. 20 and 21, it was found out that the catalyst for
purification of exhaust gas of the present invention (Example 23) had a sufficiently high heat resistance and was capable
of exhibiting a high level of NOx purification performance and a high level of HC-reforming performance even after the
durability test. Meanwhile, it was found out that, when any one or two of essential elements, aluminum, zirconium and
cerium, were not contained in the inorganic mixed oxide of the present invention, or when the inorganic mixed oxide
without the enriched surface region formed was used as the support, the NOx purification performance and the HC-
reforming performance were not successfully exhibited at high levels.

Industrial Applicability

[0097] As has been described above, according to the present invention, provided are an inorganic mixed oxide and
a catalyst for purification of exhaust gas using the same, the inorganic mixed oxide having a sufficiently excellent heat
resistance, and being capable of, when used as a support of a catalyst, causing the catalyst to exhibit a high level of
oxygen storage capability, a high level of HC-reforming activity and a high level of NOx purification performance in a
well-balanced manner.

Claims

1. A particulate inorganic mixed oxide comprising:

aluminum;
zirconium;
cerium;
a first additional element being La; and
a second additional element selected from the group consisting of Nd and Pr,
the inorganic mixed oxide having a content of aluminum of 60 to 90 at%, in terms of element content, relative
to the total amount of elements which form cations in the inorganic mixed oxide,
the inorganic mixed oxide having a content of cerium of 0.4 to 50 at%, in terms of element content, relative to
the total amount of zirconium and cerium in the inorganic mixed oxide,
the inorganic mixed oxide having a content of the total amount of La and the second additional element of 1 to
12 at%, in terms of element content, relative to the total amount of the elements which form cations in the
inorganic mixed oxide,
at least 80% of primary particles of the inorganic mixed oxide having a particle diameter of 100 nm or less,
at least a part of the primary particles having an enriched surface region where the content of the second
additional element is locally increased in a surface layer portion thereof, and
the enriched surface region having a content of the second additional element of 0.1 to 0.95% by mass, in terms
of oxide, relative to the whole amount of the inorganic mixed oxide.

2. The inorganic mixed oxide according to claim 1, wherein the second additional element is Nd.

3. The inorganic mixed oxide according to claim 1 or 2, wherein the content of La in the inorganic mixed oxide is 0.5
to 9 at% relative to the total amount of the elements which form cations in the inorganic mixed oxide.

4. The inorganic mixed oxide according to any one of claims 1 to 3, wherein the content of the total amount of zirconium
and cerium is 2.2 to 34.2 at%, in terms of element content, relative to the total amount of the elements which form
cations in the inorganic mixed oxide.

5. A catalyst for purification of exhaust gas, wherein rhodium is supported on the inorganic mixed oxide according to
any one of claims 1 to 4.

6. The catalyst for purification of exhaust gas according to claim 5, wherein the amount of the rhodium supported is
0.01 to 1% by mass relative to the total amount of the inorganic mixed oxide.

Patentansprüche

1. Teilchenförmiges anorganisches Mischoxid, umfassend:
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Aluminium,
Zirkonium,
Cer,
ein erstes zusätzliches Element, das La ist, und
ein zweites zusätzliches Element, das aus der Gruppe, bestehend aus Nd und Pr, ausgewählt ist,
wobei das anorganische Mischoxid einen Gehalt von Aluminium von 60 bis 90 Atom-%, als Elementgehalt,
bezogen auf die Gesamtmenge von Elementen, die Kationen in dem anorganischen Mischoxid bilden, aufweist,
wobei das anorganische Mischoxid einen Gehalt von Cer von 0,4 bis 50 Atom-%, als Elementgehalt, bezogen
auf die Gesamtmenge von Zirkonium und Cer in dem anorganischen Mischoxid aufweist,
wobei das anorganische Mischoxid einen Gehalt der Gesamtmenge von La und des zweiten zusätzlichen
Elements von 1 bis 12 Atom-%, als Elementgehalt, bezogen auf die Gesamtmenge der Elemente, die Kationen
in dem anorganischen Mischoxid bilden, aufweist,
wobei mindestens 80 % von Primärteilchen des anorganischen Mischoxids einen Teilchendurchmesser von
100 nm oder weniger aufweisen,
wobei mindestens ein Teil der Primärteilchen einen angereicherten Oberflächenbereich aufweist, bei dem der
Gehalt des zweiten zusätzlichen Elements in einem Oberflächenschichtabschnitt davon lokal erhöht ist und
der angereicherte Oberflächenbereich einen Gehalt des zweiten zusätzlichen Elements von 0,1 bis 0,95 Massen-
%, als Oxid, bezogen auf die Gesamtmenge des anorganischen Mischoxids aufweist.

2. Anorganisches Mischoxid nach Anspruch 1, bei dem das zweite zusätzliche Element Nd ist.

3. Anorganisches Mischoxid nach Anspruch 1 oder 2, bei dem der Gehalt von La in dem anorganischen Mischoxid
0,5 bis 9 Atom-% bezogen auf die Gesamtmenge der Elemente, die Kationen in dem anorganischen Mischoxid
bilden, beträgt.

4. Anorganisches Mischoxid nach einem der Ansprüche 1 bis 3, bei dem der Gehalt der Gesamtmenge von Zirkonium
und Cer 2,2 bis 34,2 Atom-%, als Elementgehalt, bezogen auf die Gesamtmenge der Elemente, die Kationen in
dem anorganischen Mischoxid bilden, beträgt.

5. Katalysator zum Reinigen eines Abgases, bei dem Rhodium auf dem anorganischen Mischoxid nach einem der
Ansprüche 1 bis 4 geträgert ist.

6. Katalysator zum Reinigen eines Abgases nach Anspruch 5, bei dem die Menge des geträgerten Rhodiums 0,01 bis
1 Massen-% bezogen auf die Gesamtmenge des anorganischen Mischoxids beträgt.

Revendications

1. Oxyde mixte inorganique particulaire comprenant:

de l’aluminium ;
du zirconium ;
du cérium ;
un premier élément supplémentaire étant du La ; et
un second élément supplémentaire choisi dans le groupe constitué de Nd et de Pr,
l’oxyde mixte inorganique ayant une teneur en aluminium de 60 à 90 % at, en termes de teneur en éléments,
par rapport à la quantité totale d’éléments qui forment des cations dans l’oxyde mixte inorganique,
l’oxyde mixte inorganique ayant une teneur en cérium de 0,4 à 50 % at, en termes de teneur en éléments, par
rapport à la quantité totale de zirconium et de cérium dans l’oxyde mixte inorganique,
l’oxyde mixte inorganique ayant une teneur de la quantité totale de La et du second élément supplémentaire
de 1 à 12 % at, en terme de teneur en éléments, par rapport à la quantité totale des éléments qui forment des
cations dans l’oxyde mixte inorganique, au moins 80 % de particules primaires de l’oxyde mixte inorganique
ayant un diamètre de particule inférieur ou égal à 100 nm,
au moins une partie des particules primaires ayant une région de surface enrichie où la teneur du second
élément supplémentaire est accrue localement dans une partie de couche de surface de celle-ci, et
la région de surface enrichie ayant une teneur du second élément supplémentaire de 0,1 à 0,95 % en masse,
en termes d’oxyde, par rapport à la quantité totale de l’oxyde mixte inorganique.
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2. Oxyde mixte inorganique selon la revendication 1, dans lequel le second élément supplémentaire est du Nd.

3. Oxyde mixte inorganique selon la revendication 1 ou 2, dans lequel la teneur en La dans l’oxyde mixte inorganique
est de 0,5 à 9 % at par rapport à la quantité totale des éléments qui forment des cations dans l’oxyde mixte inorganique.

4. Oxyde mixte inorganique selon l’une quelconque des revendications 1 à 3, dans lequel la teneur de la quantité
totale de zirconium et de cérium est de 2,2 à 34,2 % at, en termes de teneur en éléments, par rapport à la quantité
totale des éléments qui forment des cations dans l’oxyde mixte inorganique.

5. Catalyseur destiné à la purification de gaz d’échappement, dans lequel du rhodium est supporté sur l’oxyde mixte
inorganique selon l’une quelconque des revendications 1 à 4.

6. Catalyseur destiné à la purification de gaz d’échappement selon la revendication 5, dans lequel la quantité du
rhodium supporté est de 0,01 à 1 % en masse par rapport à la quantité totale de l’oxyde mixte inorganique.
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