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Description

[0001] The present invention refers to a catalyst for assisting solid particulate matter (soot) combustion, basically for
the catalytic coating of a Diesel particulate filter (DPF), in particular a process for preparation of such a catalyst.
[0002] The catalyst prepared according to the invention can be used advantageously in an exhaust gas aftertreatment
system of a motor vehicle, basically for reducing the soot and nitrogen dioxide (NO2) emissions from a diesel engine. It
is, however, not limited to that use but can be generally employed for the exhaust gas aftertreatment, the exhaust gases
being the outcome of the combustion of carbon containing fuels.
[0003] Increased NO2 emissions during DPF regeneration are one of the potential issues for Diesel particulate filter
technology. Presently, the most promising method for removing soot from engine exhaust is by collecting the soot using
a diesel particulate filter ("DPF") followed by oxidation of the accumulated particulates at elevated temperatures.
[0004] Generally, soot can be oxidized using nitrogen dioxide presented in automotive exhaust or by oxygen from
intake air.

C + O2 → CO, CO2

C + NO2 → CO + NO

[0005] Oxidation of soot by NO2 is typically occurring at 350-450 °C, at higher temperatures the contribution of this
reaction is low due to the shift of thermodynamic equilibrium 2 NO + O2 ↔ 2 NO2 to NO side.
[0006] Oxidation by oxygen is more difficult and requires higher temperatures of about 550-650°C. Oxidation by NO2
is proceeding easier but is limited by the available amount of NO2.
[0007] Diesel particulate filters have been installed in urban buses as early as in 1986. Johnson Matthey ("JM") is
producing commercially Pt-containing catalysts for a DPF-system called "Continuously Regenerating Trap" ("CRT™").
The Continuously Regenerating Trap comprises a Diesel particulate filter for soot oxidation and a platinum-based Diesel
oxidation catalyst ("DOC") positioned upstream of the Diesel particulate filter to use NO2 generated on the Pt-containing
DOC for soot oxidation (Platinum Metals Review, 45(1), 2001, 30).
[0008] Unfortunately, for Diesel passenger cars the amount of NOx emitted is not enough to provide complete soot
oxidation due to lower NOx/soot ratio in contrast to trucks, buses and commercial vehicles. In addition, the temperatures
are typically lower for passenger cars. Due to these reasons, the only viable solution at the moment is periodical high-
temperature regeneration using oxygen from the intake air to oxidize soot at more elevated temperatures.
[0009] More recently, PSA launched a first European diesel passenger car having a particulate filter system. This
solution is provided by fuel-borne catalytic assistance in the regeneration of the DPF, but requires additional components
for additive dosing and refilling the additive fuel tank. Moreover, fuel-borne catalysts lead to the formation of ash accu-
mulated on the filter with gradual loss of filter soot capacity and a decrease in time between regeneration events.
[0010] Another catalytic solution is to deposit catalytic material (catalyst) right on the walls of a particulate filter, so-
called "Catalyzed DPF" (CDPF). A catalyzed soot filter which includes one or more catalytic materials is more attractive
because it is potentially a less complex way to solve the problem of soot oxidation. In this case however, the contact
between catalyst and soot is less effective and it is more difficult to oxidize soot and typically requires higher temperatures.
There are many problems and quite strict requirements for catalyst for such regenerations. As peak temperatures during
regenerations may exceed 1000-1200°C, the catalyst should withstand such temperatures whereas such temperatures
are a problem for noble metal catalysts, because of the intensive sintering of noble metals at temperatures above
750-800°C.
[0011] Presently available catalyst-containing filters use PGM compositions, particularly platinum based formulations
on different oxides (Oi-Uchisava J., Obuchi A., Enomoto R. Liu s., Nanba T. and Kushiyama S, Appl.Catal., B 2000, 26
(1), 17-24; Oi-Uchisava J., Obuchi A., Ogata A., Enomoto R. and Kushiyama S., Appl.Catal.B 1999, 21 (1), 9-17; JP
11253757). Such Pt-containing compositions, as described in WO 00/29726 and EP 0 160 482, are producing NO2 by
NO-oxidation on Pt-containing sites. In the case of DPF and ADPF systems, the level of NO2 concentration is typically
lower relative to NO2 level after Diesel oxidation catalyst (DOC) due to the reaction:

C+NO2→CO+NO

[0012] In comparison to that, the regeneration of CDPF systems leads to the opposite effect, namely increased NO2
emissions, due to the additional NO2 production on Pt-or Platinum-group containing CDPFs. In addition to that, such
catalytic coatings are very expensive due to the high content of Platinum-group metals (PGM).
[0013] Furthermore, PGM coatings are highly active in undesirable reactions such as oxidation of SO2 to SO3, with
the following formation of sulphated ash and sulphated particulate. To minimize this side effect, catalyst suppliers try to
decrease the PGM concentration in the coatings. This, however, leads to significantly lower activities in soot oxidation



EP 1 990 082 B1

3

5

10

15

20

25

30

35

40

45

50

55

and thus decreased efficiency. In addition, PGM-containing washcoats/coatings are vulnerable to be poisoned by sulphur
compounds, particularly in the case of low Pt- or Pd- loading, respectively.
[0014] In EP 1 378 289, compositions comprising a perovskite AgxLa1-xMnOy catalytically active washcoat are de-
scribed for regenerable catalyzed diesel particulate filter applications, facilitating soot oxidation during the regeneration
of Diesel particulate filters (DPF), replacing platinum-group-metal (PGM) formulations. These catalysts are prepared by
a process in which the metals to be used are impregnated on a carrier material by using a mixture of their nitrate salts
followed by a calcination step at 650°C maximum.
[0015] EP 1 541 219 discloses a catalyst, comprising a combination of silver with some transition metals (Co, Ni, Cu,
Mn, Fe) or metal oxides of Ce, Pr or Bi as a catalystadsorbent. The catalysts are prepared from a mixture of metal salts
followed by calcination at 600°C maximum.
[0016] DE 196 53 200 describes a method for the synthesis of an NOx-reduction catalyst, in which AIOOH is kneaded
with CuO, ZnO and methylcellulose. This mixture is annealed afterwards, the resulting spinell material impregnated with
silver nitrate solution and calcinated.
[0017] In GB 2 236 493, a catalyst material for exhaust gas purification consisting of Cs/Cu/Ce/Ag is disclosed. The
catalyst is prepared by impregnation of a titania coated cordierite honeycomb structure with metal salt solutions of the
before mentioned elements, followed by calcination.
[0018] The object of the invention is to find a new process for preparation of a catalyst for soot oxidation especially
for Diesel engine cars, whereby the catalyst does not contain platinum group metals, but having improved catalytic
activity, in particular with respect to their soot conversion rate at a given temperature. This object is solved by a process
for preparation of a catalyst according to claim 1.
[0019] The solution was found in an application of a catalytically active composition which is essentially free of platinum
group metals, based on a mixture of silver metal component and copper oxide.
[0020] The new designed catalysts provide decreased NO2 emissions for catalyzed DPF technology (CDPF) even
below a level found for DPF and ADPF technologies, while still providing the same good activity in soot combustion.
Additionally, the new catalysts of this invention are economically more attractive compared to those based on Pt-group
metals due to the lower price of the incorporated materials.
[0021] Other features of the invention are to be found in the following description and the appending claims. The
invention is described hereinafter by means of preferred embodiments with reference to the accompanying figures in
which:

Figure 1 shows the Temperature ramp up to 800°C over different silver, cop- per oxide and Ag-CuO catalysts,
temperature ramp 9°C/min; soot FW2;

Figure 2 shows the regeneration efficiency evaluated based on backpressure recovery for DTIR regenerations for
DPFs made from SiC for present invention DPF((cdpf70-00), reference Pt-containing samples with 40g/ft3
Pt loading and bare (uncoated )DPF;

Figure 3 shows the regeneration efficiency evaluated based on backpressure recovery for DTIR regenerations for
DPFs made from cordierite for present invention DPF((cdpf68-0), reference Pt-containing samples with 10
and 20g/ft3 Pt loading and bare (uncoated) DPF;

Figure 4 shows the regeneration efficiency evaluated based on soot mass method for DTIR regenerations for DPFs
made from SiC for present invention DPF((cdpf70-00), reference Pt-containing samples with 40g/ft3 Pt
loading and bare (uncoated )DPF;

Figure 5 shows the regeneration efficiency evaluated based on soot mass method for DTIR regenerations for DPFs
made from cordierite for present invention DPF((cdpf68-0), reference Pt-containing samples with 10 and
20g/ft3 Pt loading and bare (uncoated)DPF;

Figure 6 shows the balance point temperature for DPFs made from SiC for present invention DPF (cdpf70-00),
reference Pt-containing samples with 40g/ft3 Pt loading and bare (uncoated) DPF;

Figure 7 shows the CO selectivity for catalyzed DPFs and bare DPF;

Figure 8 shows the maximum peak temperatures recorded during regeneration for bare filter, Ag-CuO catalyst of
present invention (cdpf-70-00) for DPFs prepared on SiC;

Figure 9 shows the maximum peak temperatures recorded during regeneration for bare filter, Ag-CuO catalyst of
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present invention (cdpf-68-0) for DPFs prepared on Cordierite;

Figure 10 shows the initial backpressure for catalyzed DPFs prepared on cordierite and bare filter; and

Figure 11 shows the average amount of NO2 produced during regenerations for bare DPF, reference Pt-containing
DPFs (Example 1) and Ag-CuO catalyst of present invention;

[0022] In a preferred embodiment a catalyst according to the current invention contains silver and copper oxide with
a silver loading of 1-5 weight % and a copper oxide loading of 1-8% related to the filter weight. The silver to copper oxide
weight ratio is in the range of 1:8 to 5:1, preferably 1:2. Low loadings are preferable to decrease costs. To further decrease
costs, the silver can be loaded only in the front zone of the filter to initiate soot combustion. No preliminary coating of
the filter with alumina or other high surface area coating material is required in contrast to commercial PGM- containing
filters.
[0023] Catalyst material comprising copper oxide and silver shows excellent catalytic activity and selectivity while
offering the possibility to reduce costs of catalyst material drastically in comparison to Pt-based catalysts.
[0024] The invention further concerns a catalyst for assisting carbon-containing particulate matter combustion which
can be prepared by a process comprising the steps of first impregnating the surface of a carrier material with an aqueous
solution of a copper salt followed by drying and in a second step impregnating the copper salt impregnated carrier
material with an aqueous solution of a silver salt followed by drying and final calcinations at a temperature > 700°C. As
carrier material for the catalysts of the current invention every material known to a person skilled in the art can be used
which is suitable for particulate filters, especially diesel particulate filters. Materials like silicon carbide (SiC) or cordierite
are preferred examples. Drying can be performed at room temperature but also at elevated temperatures, as 100°C or
120°C for example. Thus prepared catalysts are essentially free of Pt-group metals. Catalysts prepared by such a two
step impregnation showed highest soot conversion rates while keeping the total silver amount as low as possible, thus
reducing the costs. Table 1 illustrates the improvement achieved by such a two step impregnation with silver used as
second surface treatment. The example "2%Ag-4%CuO", i.e. a mixture of Ag and CuO-precursors in a single impregnation
step on Cordierite shows 66.7 % soot conversion below 600 °C, whereas a catalyst of"4%CuO 1st+2% Ag 2nd" on
Cordierite, i.e. silver impregnation on an already existing Cu-salt layer leads to a conversion rate of 75.7 %. It is even
further preferred when the silver salt containing solution also contains a copper salt.
[0025] It is further preferred when the catalysts according to this invention are prepared on a carrier material which is
not coated with a high-surface-area refractory material, like alumina for example. The current invention works also on
such pre-treated carrier materials, but it was found that soot combustion rate can even be increased by covering the
filter material directly with the catalyst material without a pretreatment like washcoating the carrier with alumina sol for
example. This is quite surprising as the pre-treated surface reveals a higher surface area which usually increases the
number of possible reaction sites and thus conversion rate of a catalyst. That is why Pt-based DPF-catalysts are usually
impregnated on carrier materials with an alumina washcoat.
[0026] The invention further concerns the use of a catalyst according to this invention for the catalytic coating of a
Diesel particulate filter to provide effective filter regeneration, low NO2 emissions and high thermal stability against
deactivation.
[0027] The invention further concerns a particulate filter for filtering out solid particles present in the exhaust gases of
an internal combustion engine, comprising a catalyst according to this invention.
[0028] It is further preferred if 5 to 50%, preferably 10 to 30%, of the active surface of a particulate filter according to
this invention contains a catalyst according to this invention and that the active surface of the filter contains at least one
further catalyst for filtering out solid particles present in the exhaust gases of an internal combustion engine. Active
surface of a catalyst is understood to be that area which is involved in a soot combustion process. The further catalyst
can be only CuO for example. It is especially preferred for a particulate filter, when the catalyst according to this invention
is located in the front zone of the inlet channels, especially in the first half, preferably the first one-third, more preferably
the first one-forth, mostly preferred the first one-fifth of the front zone of the inlet channels. This is especially preferred
as soot combustion is initiated directly at the inlet by the high active catalyst according to this invention. The rest of the
filter surface is covered for example with CuO only which is sufficiently active to propagate soot combustion. With such
a two phase catalyst, soot combustion is very effective with only a small amount of expensive catalyst material like Ag
for example.
[0029] Details of catalysts preparation are given below, and examples illustrating the effect of applying the novel
catalytic formulations of current invention are given in Examples 2a and 2b and Table 1.
[0030] The DPFs were prepared according to the present invention and were tested/ evaluated under real conditions
on engine dynamometer using active strategy to provide filter regeneration and analytical methods to measure emissions.
These filters were compared with blank uncoated DPF and commercial catalyzed DPFs available with PGM loading.
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Preparation of the catalysts according to invention

[0031] Filter substrate material, such as a porous silicon carbide (SiC) or cordierite, has been finely grinded and fraction
60-70 mesh was sieved. This powder was preliminary washcoated with alumina using 20 wt.% alumina sol from Alfa
Aesar followed by drying and calcinations at 750 °C. For comparison reasons alumina coated powder and non-coated
powders were prepared. These powders were then impregnated with solution containing catalyst precursors, for example
silver and copper nitrate using so-called "wetness impregnation" method without excess of liquid using measured water
absorption capacity of filter or powder prepared from filter material.

Preparation of catalyzed Diesel Particulate Filters (CDPFs) acc. to this invention

Example 1, Reference sample:

[0032] Commercial prototypes having Pt loading 40g/ft3 (≈ 1.412 g/l) and prepared on DPFs made from SiC having
the same size, cell density and porosity and practically the same initial weight were in service for comparison
purposes .The prototypes having Pt loading 10g/ft3 (≈ 0.353 g/l) and 20g/ft3 (≈ 0.706 g/l) which were prepared on DPFs
made from robust cordierite having the same size, cell density and porosity and practically the same initial weight were
in service for comparison purpose. Bare (uncoated) DPFs having the same filter parameters were also in service for
comparison purposes.

Example 2, invention

[0033] Available diesel particulate filter substrates (DPFs) made from SiC (silicon carbide, 200 cpsi) or cordierite and
having 5.66 x 6" size were used for catalytic coating. The solution containing catalyst precursors was applied to DPFs
followed by final calcinations again providing "incipient wetness impregnation" without any excess of liquid. For silver
saving, only inlet channels for � length of the filter were impregnated with silver-containing solution. Below are descriptions
of DPFs preparations.

Example 2a, CDPF #68 (Ag-CuO on cordierite)

[0034] A Cordierite filter (m=1486g) was impregnated with solution containing 87.8g of copper (II) nitrate and 83 g of
citric acid in 450ml of distilled water. The sample was then dried at 100°C. After drying, the inlet channels of DPF were
repeatedly impregnated with the solution containing 15.9g of silver nitrate and 14.8g of copper (II) nitrate, 33 g of citric
acid and 100 ml of distilled water. Silver loading was 10g per filter. The CDPF was dried at 100°C and finally calcined
at 900°C for 8h; the final weight was 1535g.

Example 2b, CDPF #70 (Ag-CuOx on silicon carbide SiC)

[0035] SiC filter (initial weight 1967g) was coated with 47.9 g of copper nitrate and 44 g of citric acid in 283 ml distilled
water with the following drying at 100°C. Then the inlet channels of filter were impregnated with the following solution:
12.6 g of silver nitrate, 6.5 g of copper nitrate and 12.0 g of citric acid in 70 ml of distilled water. Ag loading was 8.0g.
Finally, DPF was again dried at 100°C and then calcined at 900°C for 8h. DPF final weight was measured as 2000g.

TG-MS characterization

[0036] The catalysts were characterized with TG-MS method using a Hiden IGA-003 analyser. According to the pro-
cedure selected, 240 mg of catalyst (the catalyst was loaded on powder grinded and sieved from Ibiden SiC substrate
or Corning cordierite) and 40 mg of real diesel soot were used. For some experiments also FW2 soot from Degussa
was used which has very close properties to diesel soot. Prior to the experiments, the catalyst and soot were mixed in
a mortar with a spatula that provides loose contact between catalyst and soot. Samples were heated in the reaction gas
(8%O2-He; flow rate 100 cc/min) to reach 600°C with temperature ramp of 9°C/min and then kept at 600°C until complete
soot combustion and than cooled down. This procedure simulates the process of filter regeneration under real conditions.
During the experiment, sample temperature and weight were recorded; the gas leaving the reactor was analyzed for
CO/N2, H2O, O2 and CO2 using quadruple MS Hiden HPR-20. The indicated sample temperature was measured by
thermocouple placed at ca. 1 cm distance from the crucible with loaded soot and catalyst.
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Engine evaluation of DPF regeneration properties

[0037] The experimental and testing procedures for evaluation under real engine conditions are given below. First
step was to clean all filters and to load them with a definitive amount of soot with the following regeneration using the
so-called drop-to-idle method, than the filters were loaded again with a higher amount of soot. Typically a soot load of
2g/l of the DPF volume or more was reached and regenerated followed by increasing again the soot loading to 2g/l or
more. Drop-to-idle method means that after initiation of regeneration determined by backpressure (decrease of back-
pressure) engine was switched off to idle, that leads to high oxygen and low flow conditions thus facilitating soot com-
bustion. Consequently, it leads to a huge heat release and maximal peak temperatures during regeneration, so this type
of testing is the most severe way to prove catalyst and filter durability. Sometimes ramp regeneration was also in service
to prove catalyst activity in low-temperature NO2 assisted regeneration, creating high NO2 level due to closed EGR-
valve and high load.
[0038] Regeneration efficiency (amount of soot combustion) was evaluated using two methods. Regeneration effi-
ciency was calculated as percentage of soot combusted within DPF during regeneration to initial soot loading. This
amount was determined from weight difference for the DPF before and after regeneration. Soot loading (g) was also
determined as the weight difference of the DPF before and after soot loading.
[0039] Another evaluation is based on recovery of backpressure after regeneration. As the result of soot combustion,
backpressure (resistance to flow) becomes lower and in the cases of effective regeneration go to the initial level which
could be seen before the soot loading.
[0040] NO2 emissions during regenerations were calculated as follows: 

Filter testing:

[0041] The samples produced in accordance with the invention as well as reference (commercial) samples produced
in accordance with the state of the art were investigated with a 2.0 litre common rail turbo Diesel engine on steady-state
dynamometer. Engine was connected via flexible connection with Diesel oxidation catalyst (DOC) upstream of close-
coupled DPF. The following sequence of test procedures was applied:

1. Test procedures

[0042]

1.1 High temperature cleaning of the filter at a temperature of 610°C � 10°C for 30 min with post-injection at a
predetermined engine speed/load.
1.2 Pressure drop characterisation and weighing of the filter (with a tolerance of � 0.1 g) under warm conditions.
1.3 Soot loading at a predetermined speed/load to a predetermined loading limit.
1.4 Pressure drop characterisation and weighing of the filter (with a tolerance of � 0.1 g) under warm conditions.
1.5 Regeneration in accordance with DTI regeneration (see procedure 2) or ramp regeneration (see procedure 3).
1.6 Pressure drop characterisation and weighing of the filter (with a tolerance of � 0.1 g) in the warm condition.

[0043] This procedure was then repeated but using near 2g/l higher soot loading up to 10-12g/l. Temperatures inside
DPF during regeneration were recorded using 16 thermocouples inserted in DPF channels.
[0044] Under tests conditions, a degree of the pressure drop recovery and soot mass oxidized during regeneration
were calculated from weight difference and were adequate indicators of the regeneration performance. Regeneration
efficiency will be further used for comparison between standard CDPF systems and new formulations for catalyzed DPFs
claimed in the present invention.
[0045] The maximal temperatures inside of the tested DPFs are shown in Figure 8 and 9, sometimes temperatures
were reaching 1100 -1200°C during regeneration events at highest soot loadings.

Regeneration

[0046] Two different types of regeneration were applied: DTIR (DTIR = ’drop-to-idle regeneration’), which means that
after initiation of regeneration determined by decrease of backpressure the engine was switched to idling conditions.
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That represents the worst case scenario for regeneration with the highest possible peak temperatures during regener-
ation. The second regeneration type used was ramp regeneration.
[0047] DTI-regeneration was performed as follows:

2. DTIR:

[0048]

2.1 Shifting to a predetermined engine speed/load and stabilizing of the exhaust gas temperature.
2.2 Starting post-injection with an increase in the through-flow parameter (mg/stroke) from zero to maximum within
a predetermined time interval with the target of achieving a temperature of 610°C � 10°C at the filter inlet.
2.3 Maintaining a maximum post-injection amount, while a temperature of 610°C � 10°C at the filter inlet is maintained
till moment X.
2.4 Moment X: dropping the engine to idle (mass flow rate about 30 kg/h); cutting post-injection with recording of
data at 1s intervals until the temperature downstream of the DPF reaches 200°C. Moment X is defined as the first
data point at which the pressure difference across the DPF has remained constant or started to decrease (dP(X-n)
>...>dP(X-1)>dP(X)).

[0049] Ramp regeneration was performed as follows:

3. Ramp regeneration:

[0050]

3.1 Engine is switched to a predetermined Speed/Load, thus stabilizing exhaust temperatures at low engine load
with 1600 rpm and a torque of 20 Nm.
3.2 Starting from that engine speed the ramp was performed with an increase of 6 Nm/min from 20 to 250 Nm
increasing the exhaust temperatures from 140 to approx. 460°C. EGR-valve (exhaust gas recirculation-valve) was
switched off.
3.3 During this regeneration, NOx-concentration increased from 250 ppm to 1100 ppm and oxygen content (O2)
decreased from 16% to 3%. Temperature increase during ramp regeneration is near 8 °C/min.

[0051] While for DTI type of regeneration, oxygen is a basic oxidant for soot, for the ramp regeneration the contribution
of NO2- assisted regeneration is significant:

 C + O2 → CO, CO2

 C + NO2 → CO +NO

Results

[0052] First, single metal oxides were tested for their activity in soot oxidation using oxygen as an oxidant under loose
contact conditions as described above using Hiden TG-MS. The results are presented in Table 1. The activity of catalysts
were evaluated by several values:

1) At the temperature needed to reach 25% soot conversion (T25), displaying activity at low temperatures.

2) Soot conversion percentage upon reaching 600 °C.

3) Time to reach to 50% soot-conversion at 600 °C.

4) Time to reach to 90% soot-conversion at 600 °C.

[0053] Among pure metals/metal oxides tested, only copper oxide, chromium oxide and silver did show some noticeable
activity, as presented in Table 1. Other metal oxides, including transient metal oxides, revealed no or little activity. Silver
and chromium showed higher activity at low temperatures than copper oxide, whereas activity of copper oxide was
comparable to that of silver at 600 °C and better than chromium. As chromium is toxic and silver is more expensive,
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focus was laid basically on copper-containing catalysts. However, no further increase of activity could be achieved by
adding additional components to copper using alumina-washcoated samples.
[0054] Good catalytic activity was obtained for high copper loading, whereas lower loading significantly decreased
activity, possibly due to spinel formation with alumina from the washcoat. Temperature of preliminary calcination was
very high - at 850°C - and thus higher than the temperature of spinel formation, but it was also taken into account the
possibility of high temperature peaks during DPF regeneration and the provision to achieve stable activity at such high
temperatures.
[0055] Surprisingly, the activity of a copper-containing catalyst could be significantly increased when copper oxide
was deposited directly on silicon carbide powder without preliminary washcoating with alumina. All commercial samples
were made with preliminary alumina washcoating, which is why such a result was unexpected. A possible explanation
for this observation could be that the need of such washcoating and a much higher surface area of the catalyst is
questionable, because the catalyst material presented on a flat surface has a good chance to come into contact with
soot, whilst catalyst material deposited in fine pores, which are not accessible for bigger soot particles, has no contact
at all with soot. Accordingly, to fill all surfaces with a monolayer of catalyst material in case of a low surface catalyst a
much lower catalyst loading will be required. In this case of monolayer coverage, the soot particles deposited should
always have a chance to come into contact with catalyst particles as the whole surface is occupied with a monolayer of
catalyst material.
[0056] Therefore, a big increase in activity of copper-only containing catalysts was achieved, both at low temperatures
and at 600°C using quite moderate copper oxide loading of uncoated SiC, while it required very high copper oxide loading
up to 20% to get good results on alumina-coated SiC. This opens the way to decrease the cost of catalyzed DPF due
to the elimination of washcoat and additional operations of its deposition namely drying and calcinations and further due
to lower catalyst loadings.
[0057] Further improvement in activity of copper-containing catalysts in soot oxidation by addition of a second metal
oxide was not achieved - as a rule the activity decreased. In contrast to that a combination of copper oxide catalyst with
silver greatly improved catalyst performance, especially at lower temperatures. Such a catalyst consisting of copper
oxide and silver in metallic form showed good synergy between these two elements, as can be seen in Table 1:

Catalyst T25 % % Soot conv. below 
600°C

Time [min] 50% 
conv. at 600°C

Time [min] 90% 
conv. at 600°C

Ratio CO/ CO2

Diesel soot + SiC - 
without catalyst

600 17.5 8.8 45.1 0.59

20%Co3O4 
/20%Al2O3/SiC

579 32.9 5.8 32.5 0.11

20%Fe2O3/
20%Al2O3/SiC

583 32.6 7.2 36.4 0.18

20%MnOx/
20%Al2O3/SiC

572 37.9 4.3 30.3 0.12

20%CuO/20% 
Al2O3/SiC

576 40.0 1.5 16.5 0.10

10%Cr/20% 
Al2O3/SiC

554 49.9 0.0 21.5 0.15

10% Ag/20% 
Al2O3/SiC

561 45.6 0.9 16.1 0.12

10%CuO/20% 
Al2O3/SiC

579 33.6 4.7 25.6 0.10

20%CuO/SiC 553 60.1 -1.7* 5.7 0.15

6%CuO/SiC 580 56.7 -1.2* 9.9 0.32

4%CuO/SiC 581 47.9 -2.5* 8.9 0.33

4%CuO/cord 593 34.7 2.2 10.7 0.17

6%CuO/cord 581 47.9 0.5 9.8 0.16

3%CuO/cord 590 42.1 1.0 8.3 0.16
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[0058] Table 1 (previous page): Activity of different catalysts deposited on SiC and cordierite (cord) in soot oxidation
using 8% O2 in He mixture. Reaction mixture of 8% O2 in He, ramp 9°C/min; 240 mg catalyst, 40 mg soot. All catalysts
were preliminary calcined at 850°C for 2h. *- means that 50% soot conversion was reached before 600°C, and this is a
time in minutes of reaching 50% soot conversion before 600 °C:
[0059] The catalyst compositions given in table 1 reflect the weight % of the component relative the weight of filter
material. As an example, 2% Ag -4%CuO meaning 2wt % of silver and 4wt% of copper oxide regarding the weight of
filter powder.
[0060] The best catalysts from Ag-CuO series can reach 70-75% of soot conversion before 600°C and quickly within
2-3 minutes oxidized practically all soot available at 600°C.
[0061] The best result was obtained when copper oxide was deposited first from copper nitrate, then dried and calci-
nated with the following deposition of silver from silver nitrate, as can be seen for the last example presented in table 1.
The reason of such synergy between silver and copper oxide is unknown at the moment, probably copper is supplying
oxygen to silver, while partially reduced copper oxide can quickly capture oxygen from the gas phase. XRD analysis
revealed only formation of silver and copper oxide. However; XRD analysis has been done at room temperature and
the situation can be different at elevated temperatures near 600 °C, where some alloying was observed. Therefore, all
compositions described and claimed herein refer to the composition and oxidation state at room temperature (25 °C).

Preparation of full-size DPFs:

[0062] For the preparation of full-size DPFs coated with Ag-CuO catalyst, the same method of impregnation was used
as for the powder samples. The uncoated Diesel particular filters were impregnated first with solutions containing copper
nitrate and citric acid and after drying, only part of the filter was repeatedly impregnated with a solution containing silver
and copper nitrates with following drying and calcinations at very high temperature of 900°C to provide high-temperature
stability of the catalyst. In principle, although the whole filter can be impregnated with silver, but for silver-saving and

(continued)

Catalyst T25 % % Soot conv. below 
600°C

Time [min] 50% 
conv. at 600°C

Time [min] 90% 
conv. at 600°C

Ratio CO/ CO2

2% Ag/cord 59.1 -1.8* 11.7 0.16

5%CuO/cord 571 44.1 0.9 12.0 0.18

5%Ag/cord 568 40.9 1.9 17.4 0.25

10%Ag/SiC 555 45.6 0.9 16.1 0.12

4%Ag /4%CuO 
/SiC

562 72.0 -3.5* 2.8 0.24

3%Ag-3%CuO 
/cord

565 62.2 -2.5* 3.0 0.21

1% Ag -4%CuO 
/SiC

559 69.1 -2.5* 3.0 n/a

2%Ag-4%CuO/
cord

556 66.7 -2.1* 3.4 n/a

3% Ag 4%CuO 
/cord

556 65.0 -2.3* 4.8 n/a

5%Ag 8%CuO/
cord

554 71.7 -3.0* 2.8 0.20

2%Ag-2%CuO/
cord

565 62.4 -1.9* 4.7 0.23

3%Ag-2%CuO/
cord

558 62.5 -1.8* 7.3 0.24

4%CuO 
1st+2%Ag 2nd/
cord

546 75.7 -3.6* 2.6 n/a
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thus cost-saving reasons, only the inlet area (1/4 to 1/5) of the filter was covered with Ag. So the silver is located only
in the front zone of the inlet channels to facilitate soot ignition at low temperatures in synergy with copper oxide, while
the rest of the filter surface is covered only with copper oxide to propagate soot ignition. As a result, the total silver
loading can be held very low, for example only 10g per DPF (for a 2.0L common rail diesel engine) made from cordierite
and 8g for DPF made from SiC (silicon carbide) are sufficient.
[0063] Best results for DPFs of the presented invention are obtained, when the filter material is prepared without
preliminary washcoating with high-surface-area refractory materials, especially oxides like alumina, in contrast to com-
mercial samples, where deposition of alumina is the first and very important step in preparation.
[0064] In Figures 2 and 3, the average regeneration efficiencies estimated from the recovery of backpressure are
shown over all Drop-To-Idle (DTIR) regenerations performed for given samples (Examples 2a and b) and reference
samples (Examples 1). Regeneration efficiencies for standard CDPFs are between 80 and 100 %, and are appropriate,
while there is no complete recovery for uncatalyzed DPF. Ag-CuO catalyst prepared on SiC has a better or at least
comparable performance in comparison with commercial Pt-containing prototypes as can be seen from these figures.
[0065] In Figures 4 and 5 the regeneration efficiencies were evaluated using mass conversion taking into account the
weight difference before and after regeneration. For low soot loadings, the picture is complex due to the lower accuracy
than for the dP method, taking into account the very small amount of soot loaded and the high total weight of the filter
meaning that the small difference in weighting conditions can be crucial for accuracy. For high soot loadings, the per-
formance of the inventive Ag-CuO catalyst presented here on different substrates, namely SiC and Cordierite, was
comparable with Pt-containing DPFs.
[0066] For non-catalyzed DPFs, the regeneration efficiencies were lower, mainly from 70 to 90%. Soot conversion
was measured by weighing the filter before and after regeneration. Generally, the regeneration efficiency determined
by both methods revealed better or comparable performance of Ag-CuO catalysts in relation to commercial Pt-containing
prototypes.
[0067] Another important characteristic value of soot oxidation is the balance pressure drop temperature, which means
the temperature at which no further increase of pressure drop can be found, e.g. dP /dT=0. At this point, the decrease
of dP by soot combustion compensates the increase of dP due to the increase of temperature and space velocity. The
lower balance pressure drop temperature indicates the higher activity in soot oxidation at lower temperatures or more
effective soot oxidation ignition. The pressure drop balance temperature is shown in Figure 6. The balance point tem-
perature for Ag-CuO catalyst was better than for the bare filter and one of the Pt-containing DPFs and generally com-
parable with other Pt-based DPFs. From this point of view, the catalyst of the present invention revealed better or
comparable soot ignition behavior than commercial Pt-containing prototypes. This is despite the fact that the mechanism
of soot oxidation is different on this catalyst than on Pt-containing DPFs.
[0068] As Figure 7 shows, the Pt-based DPFs are very active in CO oxidation and as commonly known also for HC
oxidations. Such oxidation leads to huge amounts of heat release, because soot oxidation according to 2C+ O2 → 2CO
produces an amount of heat which is nearly 3 times lower than for CO oxidation to CO2: 2CO + O2 → 2CO2. The oxidation
of hydrocarbons is also producing additional energy release. That leads to violent soot combustion on Pt-based DPFs
with extremely high peak temperatures and providing unsafe regeneration which might destroy the DPF and leads to
formation of cracks and holes in the DPF. A typical picture is presented in Figures 8 and 9. Whilst the catalyst of the
present invention Ag-CuO has revealed peak temperatures close to bare uncoated DPF, the peak temperatures for Pt-
catalyzed commercial prototypes were significantly higher at the same or close soot loading. As a result, considering
temperature of 1100 °C as a limit for safe regeneration, one can see that possible soot loading can be 2-3g soot/I higher
for the catalyst of the present invention than for Pt-based DPFs. Figure 10 is illustrating that this method of preparation
without preliminary washcoating with alumina is producing minimal increase of backpressure for DPFs with a dP close
to a bare filter, while commercial coating is increasing the backpressure which leads to an additional fuel penalty.
[0069] Figure 11 is presenting average NO2 emissions during DPF regeneration. The figure shows that Pt-containing
DPFs produce much more NO2 than bare filter, while the catalysts of present invention show just a small increase of
NO2 regarding to bare filter. This is because Pt is very active in NO oxidation which leads to undesirable NO2 emissions.
These results show that the target for NO2 emissions during regenerations cannot be met by standard CDPF catalysts,
and the use of such CDPFs will lead to an increase of NO2 emissions in comparison with non-catalyzed (DPF) and fuel-
additive (ADPF) technologies, whereas such problem does not exist for the Ag-CuO catalyst of the present invention.
[0070] Regeneration efficiencies were between 80 and 100 % mass, and generally higher or comparable than for
commercial Pt-containing catalyzed DPFs. Such Ag-CuO formulations are attractive from practical point of view due to
lower costs, high regeneration efficiency, higher possible maximal soot loading amount, more safe regeneration and the
lower NO2 emissions during DPF regenerations regarding current commercial Pt-containing prototypes. In addition the
method of preparation without preliminary washcoat with alumina or other refractory oxide creates the minimal increase
of backpressure and allows decreasing of costs.
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Claims

1. A process for preparation of a catalyst which is essentially free of platinum group metal compounds for assisting
carbon-containing particulate matter combustion comprising the steps of

a) first impregnating the surface of a carrier material with an aqueous solution of a copper salt followed by drying
and
b) in a second step impregnating the copper-salt impregnated carrier material of a) with an aqueous solution
of a silver salt followed by drying and
c) calcination at a temperature > 700°C, preferably 900°C.

2. A process according to claim 1,
characterized in that
the carrier material is selected from SiC and cordierite and that the carrier material is not coated preliminary with a
high-surface-area refractory Alumina.

3. A process according to claim 2,
characterized in that
the solution used in step b) further comprises a copper salt.

Patentansprüche

1. Verfahren zur Herstellung eines im wesentlichen von Platingruppenmetallverbindungen freien Katalysators zur Un-
terstützung der Verbrennung von kohlenstoffhaltigem teilchenförmigem Material, bei dem

a) zunächst die Oberfläche eines Trägermaterials mit einer wäßrigen Lösung eines Kupfersalzes imprägniert
und dann getrocknet wird und
b) in einem zweiten Schritt das mit Kupfersalz imprägnierte Trägermaterial aus a) mit einer wäßrigen Lösung
eines Silbersalzes imprägniert und dann getrocknet wird und
c) bei einer Temperatur > 700°C, vorzugsweise 900°C, calciniert wird.

2. Verfahren nach Anspruch 1, dadurch gekennzeichnet, daß das Trägermaterial unter SiC und Cordierit ausgewählt
wird und das Trägermaterial nicht vorher mit einem refraktären Aluminiumoxid mit hoher Oberfläche beschichtet wird.

3. Verfahren nach Anspruch 2, dadurch gekennzeichnet, daß die in Schritt b) verwendete Lösung ferner ein Kup-
fersalz enthält.

Revendications

1. Procédé de préparation d’un catalyseur qui est essentiellement exempt de composés de métaux du groupe du
platine pour assister la combustion de matières particulaires contenant du carbone, comprenant les étapes
suivantes :

a) tout d’abord, l’imprégnation de la surface d’un matériau support avec une solution aqueuse d’un sel de cuivre,
suivie par un séchage, et
b) lors d’une seconde étape, l’imprégnation du matériau support imprégné avec le sel de cuivre de a) avec une
solution aqueuse d’un sel d’argent, suivie par un séchage, et
c) une calcination à une température > 700 °C, de préférence de 900 °C.

2. Procédé selon la revendication 1, caractérisé en ce que le matériau support est choisi parmi SiC et la cordiérite
et en ce que le matériau support n’est pas préliminairement enduit avec une alumine réfractaire à grande aire de
surface.

3. Procédé selon la revendication 2, caractérisé en ce que la solution utilisée à l’étape b) comprend également un
sel de cuivre.
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