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Abstract: The emissions of diesel engines in terms of particulate matter are limited all over the
world. One possible solution for reaching the target imposed by the various regulations could be
the adoption of a catalytic diesel particulate filter (CDPF). Nevertheless, the effect of CDPFs on the
particle size distributions (PSDs) during the regeneration process needs to be deeply investigated.
Therefore, this research work is focused on a detailed PSD analysis during the active regeneration of
a 30 %wt CuFe2O4 loaded CDPF at the exhaust of an L-D diesel engine to reach a more complete
understanding of the filter behavior. The results of the experimental tests evidence that at the CDPF
outlet, compared to a standard DPF: (i) during the start-up of the regeneration, the particle emissions
are three orders of magnitude lower and remain two orders of magnitude lower for particle sizes
larger than 50 nm; (ii) the PSDs measured in the time range of 200–450 s exhibit the bimodality
observed during the accumulation phase, with a peak that is three orders of magnitude lower;
(iii) at the end of the regeneration, the PN distribution exhibits reductions of two and three orders of
magnitude for particle sizes of 5 nm and above 50 nm, respectively.

Keywords: diesel engine soot abatement; particulate matter; catalytic diesel particulate filter; particle
size distribution; filter regeneration

1. Introduction

Diesel engines are still considered high-efficiency energy conversion systems since
their operation under fuel lean combustion allows the production of lower CO2 [1], carbon
monoxide (CO) and hydrocarbon (HC) emissions compared to spark ignition engines [2].
On the other hand, other compounds are present in the exhaust emissions of diesel engines,
both in the gas phase and in the solid phase as particles [1]. The gas phase is commonly
characterized by the presence of N2, CO2, O2, H2O, CO and NOx, as the main components,
and the well-known soot is the main component of the solid phase [3]. In the last few years,
the use of biodiesel and metallic additives dispersed in diesel have been proved to improve
engine efficiency and reduce emissions [4]. However, the former introduces new challenges,
such as corrosion in metal alloys, aluminum, and copper [4]. In any case, diesel engines are
characterized by high particulate matter (PM) emissions, since some of their peculiarities, in
particular, their fuel composition and the operating conditions realized in the combustion
chamber, allow nonhomogeneous mixing, resulting in favored PM formation in the high-
temperature regions with higher fuel contents [2]. PM is constituted of volatile and aromatic
compounds (polycyclic aromatic hydrocarbons (PAHs) and heavier aromatic compounds)
and non-volatile compounds (soot) [5]. Soot is characterized by a turbostratic structure, in
which the particles are marked by the presence of crystallites of discernable lengths and
with some stacking faults in their peripheries, while their centers have random crystallite
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orientations and are highly disordered [6]. Moreover, a thin-layer SOF (soluble organic
fraction) may be formed on these particles, since small amounts of fuel and engine oil from
the crankcase may escape oxidation reactions in the combustion chamber. It is well known
that diesel emissions have direct negative effects on human health, causing several kinds of
damage, including asthma, lung and heart disease, and cancer, and the main carcinogenic
and mutagenic respiratory health risks are related to exposure to PAH, in gas phase and/or
adsorbed on soot [7,8]. These harmful effects have led to the limitation of PM emissions
from diesel engines all over the world through proper regulations, with the limits becoming
more stringent over time [9]. For example, particle mass limits have dropped by more than
95% from the early 1990s (Euro I) to 2009 (Euro V) for light-duty diesel (L-D) vehicles in
Europe [7]. A particle number (PN) limit (6 × 1011 particles/km, taking into consideration
only particles over 23 nm) was first introduced in 2011 (Euro Vb) for L-D diesel vehicles
and was introduced in EURO VI emission standards also for gasoline direct injection (GDI)
engines [10,11]. Car manufacturers have widely introduced diesel particulate filters (DPFs)
in their vehicles to comply with these limits; thus, DPFs have become a crucial technology
for achieving the tradeoff between emission limits and engine performance. In general, the
DPF is a ceramic monolith with a honeycomb multi-channel structure composed of silicon
carbide (SiC), whose parallel channels are alternately plugged, creating the so-called wall-
flow configuration. In this way, the exhaust gas is constrained to go through the porous
walls of the channels [12]. These devices ensure PM reduction with a quite impressive
efficiency—more than 95% in terms of mass and concentrations higher than 99% over a
wide range of engine operating conditions [12,13]. Since the particles are trapped by the
millions of complex structured pores inside the DPF structure via the physical filtration
principle, either the periodic or the continuous elimination of these particles is key to
ensuring a long lifetime of the filter [14]. This removal process is called regeneration and
consists in the oxidation of the trapped soot [15]. Efficient regeneration is required in order
to keep the fuel penalty due to DPF presence as low as possible. In fact, a regeneration
process that is not able to fully burn the deposited soot may result in a fast increase in
the backpressure, consequently causing different drawbacks, including increased fuel
consumption, engine failure or even fire events [16]. During the regeneration step, only the
organic components can be burned, while the salts, which are known as DPF ash, survive
and require manual dredging. For a diesel vehicle driven 20,000 km per year, regeneration
would be expected every 4–14 days if a frequency of regeneration events is assumed to
vary from 250 to 800 km [17]. In recent years, the development of models that are able to
accurately predict DPF behavior in all its functioning phases (from the soot loading up to
the regeneration stages) has become mandatory. Therefore, the attention of researchers has
focused on this issue.

Three main regeneration strategies can be adopted, namely:

i. Active regeneration, in which the exhaust gas is heated up to the oxidation tempera-
ture of soot, about 550–600 ◦C [18–20];

ii. Passive regeneration, in which the soot oxidation temperature is lowered by the
adoption of a catalyst [21,22]; and

iii. Composite regeneration, which consists of a combination of the other two [23].

Regarding the passive regeneration strategy, the catalyst can be either mixed with the
fuel (fuel-borne catalyst, FBC) or deposited on the DPF, thereby obtaining a catalyzed DPF
(CDPF) [7]. CeO2 is the most widely used FBC; it can lower soot oxidation temperature and
consequently soot emissions. However, recent studies have evidenced that its use reduces
soot and THC emissions by up to 30% at part load under low-temperature combustion
conditions, but no significant differences are observed at high load [24]. Moreover, the
addition of CeO2 and Fe(C5H5)2 nanoparticles to ultralow sulfur diesel (ULSD) may in-
crease the total particle count, due to the formation of self-nucleated metallic nanoparticles,
and toxic effects on human health may occur due to modifications in the physicochem-
ical characteristics of PM caused by FBC-doped fuels [25]. Apart from CeO2, different
metals have been proposed as fuel additives, including Mn, Fe, Cu, Al, Be and Pt, all
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showing positive effects in reducing diesel engine emissions [4]. In recent years, different
active species have been proposed for use in soot oxidation, both in powder forms and
deposited on DPFs, including Ce0.5Zr0.5O2 catalysts promoted by multivalent transition-
metal (Mn, Fe and Co) oxides [26]; nanostructured structures, such as equimolar ceria-
praseodymia [27]; and CoOx-decorated CeO2 (CoCeO2) heterostructured catalysts [28],
copper ferrite (CuFe2O4) [22], Ag/Al2O3 [29], nanoscale Mn3O4 [30], Mn2O3 [31], Fe-doped
Mn2O3 [32] and CeO2 [33]. All the proposed catalysts have shown good activity in soot
burning, with soot temperature oxidation in the range of 300–500 ◦C.

DPF regeneration in L-D vehicles, both in active and passive strategies, is achieved
by using an after/post-injection strategy to increase the temperature of the exhausts up to
soot burnout temperature. In particular, this strategy involves an after- and a post-injection:
the former allows, through the injection of a checked amount of fuel during the expansion
stroke, the evaporation of the latter, which occurs during the exhaust valve opening [34].
The unburned and vaporized fuel exiting the combustion chamber is subsequently oxidized
in the diesel oxidation catalyst (DOC). This secondary fuel oxidation allows the exhaust gas
to reach the ignition soot temperature (500–600 ◦C) across the DPF. A deep understanding
of the phenomena related to the post-injection allows extremely important improvements to
DPF operation modes, also in terms of extra fuel penalties during active regeneration [35–37].

Although the DPF regeneration condition has not been included yet in vehicle emission
regulations, many previous studies have emphasized the emissions that occur during
regeneration, evidencing how gaseous pollutants, as well as particulate emissions, in terms
of mass and number, largely increase [1,35]. Experimental tests performed with the aim
of investigating active regeneration events evidenced remarkable transient particulate
emissions. Various mechanisms have been proposed in the literature to explain these
observations [9,36,38–42]:

i. A decreased filtration efficiency may be due to the particles being taken away from
the cake layer and from inside the porous walls;

ii. The increased temperature due to active regeneration has been suggested to lead to
expansion of the porous wall, resulting in a further lower filtration efficiency;

iii. The particle flow into the exhaust system may be changed due to different operating
conditions in the engine in the case of active regeneration; fuel injection into the
engine cylinder towards the end of the expansion stroke could change it significantly;

iv. The injection of extra fuel into the tailpipe may lead to the formation of additional
particles upstream of the inlet of the DPF (the main hypothesis is that the trapped
particles may fragment during rapid oxidation events, thereby escaping the DPF,
resulting in particle breakthrough phenomena);

v. Active regeneration may be characterized by the emission of semi-volatile particles in
addition to solid ones.

A deep understanding of the particle emissions during the active regeneration of
a non-catalyzed wall-flow SiC DPF has been made possible by performing dedicated
experimental tests [43]. In particular, a detailed analysis of PSDs at the exhaust of a EURO
V L-D diesel engine was performed, with the engine working under different operating
conditions, aiming at estimating the PN removal efficiency of the filter in the range of
5–100 nm. Moreover, the experimental tests allowed investigation of the evolution of
PN concentration during the regeneration procedure, highlighting the influence of DPF
temperature and the fuel post-injection strategy. The results of the PSD analysis have
shown that:

i. At the DPF inlet, during the accumulation phase, a strong bimodality with sub-10 nm
particles dominating the PN concentration is present;

ii. At the DPF outlet, a filtration efficiency higher than 90% was detected, demonstrating
that the wall-flow filter can also remove the sub-23 nm particles. In particular, an
efficiency value of about 99% has been detected in the range of 20–40 nm [43].
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In previous works, we have demonstrated good results in terms of soot oxidation
using a 30 %wt CuFe2O4 loaded catalytic DPF (CDPF) [23,44]. However, in the literature,
the use of a CDPF resulted in high particle emissions, in particular during the first phase
of the regeneration step [45]. Therefore, in this work the research was focused on detailed
PSD analysis of the particles emitted during the active regeneration of the CDPF at the
exhaust of a Euro V L-D diesel engine in order to reach a more complete understanding
of the filter behavior, also aiming at its potential use in the real world. Using a scanning
mobility particle sizer (SMPS), a PN distribution in the range of 4.5–160 nm was obtained
during the soot filtration stage of the CDPF at various engine operating conditions. The
filtration efficiency of the CDPF in the above specified range was calculated by alternately
sampling the particles at the filter entrance and exit. Moreover, the regeneration process
was deeply investigated in terms of the dynamic behavior of the PN size distributions.

2. Materials and Methods
2.1. The Monoliths

In this work, semicircular commercial monoliths in SiC (Pirelli Ecotechnology (Arese,
Italy), 150 cpsi) with a radius of 9 cm were used to assemble the DPF. The bare monoliths
were preliminarily calcined at 1000 ◦C for 48 h. This thermal treatment allowed the
formation of a SiO2 layer on SiC granules, increasing the adhesion of the active species
over the filter even in the absence of a washcoat. Therefore, two filters with a total volume
of about 3.5 L (D = 190 mm and L = 125 mm) were obtained by coupling four monoliths
for each one, obtaining a Vfilter/engine displacement ratio = 1.3. The main features of the
assembled bare filters are shown in Table S1.

2.2. Catalytic Filter Preparation

The preparation procedure of the CDPF began with the preliminary dipping for
30 min of one of the assembled bare DPFs in a 1:1 HF:HNO3 acid mixture maintained at
45 ◦C, aiming at increasing the initial average pore diameter [23]. This procedure allowed
the enhancement of the catalyst loading capacity, ensuring similar pressure drops. The
selected active species was copper ferrite (CuFe2O4), owing to its high activity and very
good stability demonstrated in the catalytic oxidation of soot, shown in our previous
works [10,22,23].

The catalyst precursor solution was prepared by mixing iron nitrate and copper nitrate
(2:1 molar ratio) in distilled water, with continuous stirring at 80 ◦C. The CDPF was
prepared following the previously optimized preparation procedure [44] by repeating the
phases of impregnation in the prepared solution, with drying at 80 ◦C and calcination
at 1000 ◦C after each impregnation, until the desired load of active species of 30 %wt
was reached.

2.3. Characterization of the Catalytic Filters

Different characterization analyses were used for the characterization of the different
materials employed in this work.

The active phase in powder form was investigated using the X-ray diffraction (XRD)
technique (with a microdiffractometer (Rigaku (Tokyo, Japan) D-max-RAPID), using Cu-Kα

radiation), aiming at verifying the formation of the desired crystalline forms of CuFe2O4.
The structured samples were characterized through:

i. Scanning electron microscopy (SEM), using a Philips Mod.XL30 coupled to an energy
dispersive X-ray spectrometer (EDS; Oxford, UK) for the surface analysis;

ii. Hg porosimetry tests, with N2 adsorption at−196 ◦C (to calculate the samples’ specific
surface areas (SSAs) through BET);

iii. Ultrasound adherence test (exposure of the monoliths to ultrasound according to an
optimized experimental procedure [44]).

Moreover, H2-TPR measurements were performed to investigate the reducibility of
the catalyst using a sample of the catalytic SiC monolith at room temperature up to 900 ◦C



Energies 2023, 16, 4071 5 of 19

at a heating rate of 5 ◦C/min with a 5% H2/N2 flow. The concentrations of the gas stream
were monitored by means of a mass spectrometer (HIDEN Analytical, Warrington, UK).

SEM images and Raman spectra (inVia Raman Microscope (Renishaw, Wotton-under-
Edge, UK), equipped with a 514 nm Ar ion laser operating at 25 mW) were used for the
characterization of the soot emitted by the diesel engine used for the experimental tests, as
well as of the soot deposited on the catalytic filter after the deposition step.

2.4. Experimental Layout and Instruments

The experimental tests were carried out in the Energy and Propulsion Laboratory
at the University of Salerno. The engine test bed, auxiliary plants, sensors and emission
probes were in the engine test cell. The propulsion system was remotely controlled from
an adjacent room, where the control console and the equipment for the management
of the hardware, actuators and sensors were located. Figure 1 shows the engine test bed
equipped with an eddy-current dyno (Borghi-Saveri, Bologna, Italy) and a light-duty EURO
V common-rail diesel engine, whose main technical data are reported in Table S2.
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Figure 1. Engine test bed.

The main hardware and software systems for the engine-dyno control are:

i. The AVL microIFEM for the management of the engine-dyno system by means of
Puma open software;

ii. The AVL Indimicro to monitor and process the in-cylinder data by means of Indi-
com software;

iii. The control unit ETAS ES592.1 to manage the engine control unit (ECU) by means
of INCA v7.1. The latter allows the visualization, processing and handling of the
measurement signals and the control settings of the ECU, thus enabling engine op-
erating modes different from the basic ECU calibration. In particular, it is possible
to handle the combustion control variables, such as rail pressure, injection pattern,
boost pressure and exhaust gas recirculation (EGR), to investigate specific engine
operating conditions.

Focusing on the exhaust emissions, PM measurement was performed using the AVL
Smoke Meter 415S (AVL List GmbH, Graz, Austria). The measurement of NO and NOx
concentrations across the DPF was performed using the Cambustion CLD500 fast NOx
sensor, a chemi-luminescence detector (CLD) with a response time of 3 ms.

The engine exhaust pipeline was modified in order to properly locate the DPFs and
sensors. As schematically represented in Figure 2, the filter was placed downstream of the
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DOC, and two variable section ducts were placed upstream and downstream of it. The
CDPF was wrapped in a heat-expanding intumescent ceramic mat (Interam® Mat Mount
550 by 3M Italia Srl (Pioltello, Italy) before being enclosed in the stainless-steel reactor of
the experimental plant. Temperature and pressure drop across the filter were continuously
monitored by means of two K type thermocouples (at the inlet and outlet of the CDPF) and
a differential pressure sensor (MDTP), respectively. The latter was composed of two sensors
located upstream and downstream of the filter, and its signals were continuously processed
by a microcontroller that returned the pressure drop. This device was powered in voltage
by an external power supply set at 5 V. K thermocouples were connected to the AVL Puma
Open, while the MTDP, after the calibration with a sphygmomanometer, was connected
to a TLK. The output current signal was linked via RS232 to a Lab-View interface. For the
investigation of passive regeneration with the CDPF, the measurement of NO and NO2
concentrations was performed using the Cambustion CLD 500 (Cambustion, Cambridge,
UK), equipped with two independent probes for NO and NOx sensing. An alternate
sampling, arranged like the soot measurement described above, allowed investigation of
the variation in NOx concentration across the filter [22]. The filter assembly in the exhaust
pipe and the CDPF placed in the reactor are shown in Figure 3. The main sensors and
measurement instruments are listed in Table S3, with the corresponding accuracies.
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The PSDs were measured by means of an SMPS system consisting of an electrostatic
classifier (EC; TSI Model 3082 (TSI, Shoreview, MN, USA)), a nano-differential mobility
analyzer (nano-DMA; TSI Model 3085 (TSI, Shoreview, MN, USA)) and an advanced aerosol
neutralizer (TSI Model 3088 (TSI, Shoreview, MN, USA)) linked to a condensation particle
counter (CPC; TSI Model 3750 (TSI, Shoreview, MN, USA)). A sample flow rate of 0.3 L/min
and a sheath flow rate of 3 L/min in the EC were chosen as operating conditions, allowing
the analysis of particle sizes in the range of 4.5–160 nm. For each sample, the data were
reported as averaged values of multiple scans, where the duration of a single scan was set
to 60 s. The PSD measurements were performed by diluting the aerosols sampled from
the engine before entering the SMPS system. The dilution tool was a two-stage dilution
system obtained from Dekati (fine particle sampler; Model FPS-4000 (Dekati, Kangasala,
Finland)), and two dilution ratios (DRs) of 80 and 130 were used, depending on the
operating condition. Moreover, the dilution temperature of the first stage was set at 25 ◦C.
The dilution ratio was properly chosen in order to avoid the condensation/coagulation
of particles along the sampling line. In other research papers, higher DRs were used for
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particle analysis, and heated lines were employed; however, it is worth noting that the
specific experimental setup strongly influences the critical DR; the important parameters
are PN, gas phase composition in the sampling line and residence time. The critical DR was
checked in all the investigated conditions [46–48]. In this work, two different DRs were
used to obtain, after the CDPF, a higher signal-to-noise ratio by using the lower DR, still
achieving the critical dilution conditions.

Energies 2023, 16, x FOR PEER REVIEW 7 of 19 
 

 

 
Figure 3. CDPF in the reactor used in the experimental campaign (a,b) and the filter assembly in the 
exhaust pipe (c). 

The PSDs were measured by means of an SMPS system consisting of an electrostatic 
classifier (EC; TSI Model 3082 (TSI, Shoreview, MN, USA)), a nano-differential mobility 
analyzer (nano-DMA; TSI Model 3085 (TSI, Shoreview, MN, USA)) and an advanced aer-
osol neutralizer (TSI Model 3088 (TSI, Shoreview, MN, USA)) linked to a condensation 
particle counter (CPC; TSI Model 3750 (TSI, Shoreview, MN, USA)). A sample flow rate of 
0.3 L/min and a sheath flow rate of 3 L/min in the EC were chosen as operating conditions, 
allowing the analysis of particle sizes in the range of 4.5–160 nm. For each sample, the data 
were reported as averaged values of multiple scans, where the duration of a single scan 
was set to 60 s. The PSD measurements were performed by diluting the aerosols sampled 
from the engine before entering the SMPS system. The dilution tool was a two-stage dilu-
tion system obtained from Dekati (fine particle sampler; Model FPS-4000 (Dekati, Kan-
gasala, Finland)), and two dilution ratios (DRs) of 80 and 130 were used, depending on 
the operating condition. Moreover, the dilution temperature of the first stage was set at 25 
°C. The dilution ratio was properly chosen in order to avoid the condensation/coagulation 
of particles along the sampling line. In other research papers, higher DRs were used for 
particle analysis, and heated lines were employed; however, it is worth noting that the 
specific experimental setup strongly influences the critical DR; the important parameters 
are PN, gas phase composition in the sampling line and residence time. The critical DR 
was checked in all the investigated conditions [46–47]. In this work, two different DRs 
were used to obtain, after the CDPF, a higher signal-to-noise ratio by using the lower DR, 
still achieving the critical dilution conditions. 

3. Results and Discussion 
3.1. SiC Monoliths before Catalyst Deposition 

The dipping of the monoliths in the acid solution for 30 min before catalyst deposi-
tion had the effect of increasing both the initial average pore diameter from 17 to 22 µm 
and the SSA from 0.35 m2/g to 2.20 m2/g. 

  

Figure 3. CDPF in the reactor used in the experimental campaign (a,b) and the filter assembly in the
exhaust pipe (c).

3. Results and Discussion
3.1. SiC Monoliths before Catalyst Deposition

The dipping of the monoliths in the acid solution for 30 min before catalyst deposition
had the effect of increasing both the initial average pore diameter from 17 to 22 µm and the
SSA from 0.35 m2/g to 2.20 m2/g.

3.2. Soot Emitted by the Diesel Engine

The soot emitted by the diesel engine used for the experimental tests was characterized
by means of SEM and SEM-EDX analysis (Figures S1 and S2).

The SEM images evidenced the typical spherical aggregates of soot, whose primary
constituents had dimensions in the order of 50–300 nanometers. The SEM-EDX analysis
evidenced that the elements detected on soot trapped by the CDPF during the experimental
tests were the typical elements present in the fuel, namely, S, Cr, Mn and Ni. Other detected
elements (Fe, Cu, Si and O) are the constituents of both carrier and active species.

The SEM analysis was used to also characterize the catalytic filter after the soot
deposition stage in order to investigate the soot–catalyst contact (Figure 4). In particular, the
following images of catalyst pieces after a soot deposition step were obtained, where a load
of about 5 g/L was reached, and so at the same load of soot relevant to the regeneration step.

The SEM images shown in Figure 4 evidenced the soot–catalyst contact features. In
particular, in Figure 4a it is possible to observe that the filter surface is entirely covered
by the trapped soot with a very homogeneous distribution, confirming the very high
CDPF ability to store a high soot amount with an optimal filtration efficiency. Moreover,
Figure 4b,c are related to the inner surfaces of the carrier walls. It can be observed that the



Energies 2023, 16, 4071 8 of 19

catalyst particles are in very strict contact with the trapped soot, allowing many contact
points between the soot and the catalyst, resulting in higher catalytic activity of the CDPF.

The Raman spectrum of a sample of the spent CDPF (Figure 5) evidenced the typical
peaks of the SiC carrier at 295, 784 and 964 cm−1 [49]. Moreover, in Figure 5 the peaks
relevant to soot are also present, and they have been attributed to bands G, D1, D3 and D4,
as summarized in Table 1 [50].
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Table 1. Raman bands and vibration modes reported for soot.

Band Raman Shift (cm−1) Vibration Mode [50]

G 1602 Ideal graphitic lattice (E2g-symmetry)
D1 1356 Disordered graphitic lattice (graphene layer edges, A1g symmetry)
D3 1548 Amorphous carbon (Gaussian line shape)
D4 1224 Disordered graphitic lattice (A1g symmetry)

3.3. Fresh Catalytic Samples

The XRD patterns of the prepared copper ferrite in comparison with cubic (database 77-
0010), tetragonal (database 34-0425) and commercial (Merck KGaA, Darmstadt, Germany)
forms are reported in Figure S3. XRD analysis shows the presence in the prepared catalyst
of the typical peaks of tetragonal and cubic forms of CuFe2O4, whose average crystallite
dimensions, calculated using the Scherrer formula, are about 20 nm. Two minor peaks
ascribed to low amounts of oxides (CuO and Fe2O3) are also present.

The optimized procedure for the deposition of the active species, coupled to the modi-
fied porosity of the SiC monoliths, resulted in a uniform and homogeneous distribution of
the copper ferrite not only on the monolith walls, but also in the porosities. The comparison
of the catalytic and the bare samples in terms of BET specific surface area evidenced that
the deposition of the active species resulted in a decrease in this parameter from 2.20 to
0.40 m2/g. This result could be ascribed to the catalyst placement and the inside roughness
caused by acid treatment. At this point, it is it is important to emphasize that this cannot
be considered a negative result. In fact, these catalytic systems properly developed for
the limitation of soot emissions are specifically applied to heterogeneous solid–solid–gas
systems, in which the contact and the interactivity between the solid matrices (soot and
catalyst) and the gas phase (mainly O2) are the main parameters influencing the feasibility
of soot combustion. Therefore, the maximization of these features is mandatory. In the
catalytic systems investigated in this work, an intensified soot–catalyst contact was realized,
as reported in our previous works [44], highlighting the very good catalytic activity towards
soot oxidation with the O2 present in the engine exhausts.

The SEM images shown in Figure 6 evidenced that the active species were homoge-
neously distributed, confirming previously reported results [23,44]. Moreover, no cracks
formed due to preliminary acid treatment (Figure 6a), and the pores were not plugged
after the catalyst deposition (Figure 6b). A deeper analysis of Figure 6 provides evidence
that the catalyst aggregates formed a compact porous layer on the SiC granules (Figure 6c),
which can be optimal for enhancing the soot–catalyst contact during the regeneration stage.
Moreover, the catalyst deposition procedure allowed the deposition of the active species
also in the pores of the DPF channel walls (Figure 6d), without their plugging.

The SEM-EDX analysis enabled the mapping of the elements present on the filter
(Figure S4), and the detected elements were the structural ones (C, O and Si) and the
catalyst active species (Cu and Fe).

The ultrasound adherence tests, shown in Figure S5 as weight loss (%) vs. number
of cycles, evidenced weight losses much lower than those reported in the literature for
washcoated supports [51]. These results proved that the preliminary calcination at 1000 ◦C
for 48 h favored the adhesion of the active species on the SiC granules even in the absence
of a washcoat, due to the formation of SiO2 streaks on the SiC granules, as previously
reported [52].

The H2-TPR profile is shown in Figure 7 as H2 consumption vs. temperature.
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Two pronounced reduction peaks, at about 300 ◦C and 610 ◦C, were present, which
were attributed to the reduction of copper ferrite at lower temperatures and of Fe3O4 to Fe
at higher temperatures [53].

By considering the two reduction reactions, it is possible to calculate the total amount
of H2 consumed for Cu moles (H2/Cu ratio). In this case, this value was about 4, which:

i. Is consistent with the amount necessary to obtain the complete reduction of CuFe2O4
to Cu and Fe following the overall reaction (Equation (1)); and

ii. Corresponds to a load of CuFe2O4 equal to about 30.01 %wt, which is in very good
agreement with the estimated 30 %wt of CuFe2O4 on the catalytic sample.

CuFe2O4 + 4H2 → Cu + 2Fe + 4H2O (1)

3.4. Experimental Tests in the Engine Test Cell

Both the soot loading and regeneration stages were performed under properly selected
operating conditions in order to consider the influence of the exhaust flow rate on soot
loading in terms of soot flow rate and soot cake properties. In particular, steady-state
conditions were used to perform the soot loading, with a standard injection strategy
consisting of pilot, pre- and main injections. In this phase, a constant value for the exhaust
flow rate was used, aiming at monitoring the effective soot accumulation. In fact, two main
terms are responsible for the pressure drop across the DPF:

i. ∆Pfilter, due to the presence of the clean filter in the exhaust pipe, depending on both
gas flow parameters (volumetric flow rate, viscosity and density) and filter geometry
(volume, filter cell size, wall thickness and filter length); and

ii. ∆Psoot, related to the soot accumulation in the DPF, mainly in terms of soot cake
properties [54].

During the filtration, the soot mass flow rate was calculated using the following formula:

.
msoot =

.
mexh

ρ
∗ Csoot (2)

where
.

mexh and ρ are the mass flow rate (in kg/h) and density (in mg/m3) of the exhaust
gas at the inlet of the DPF, while Csoot is the PM concentration in mg/m3 measured by the
smoke meter. During the experimental tests, the soot concentration across the filters was
continuously monitored in order to estimate the DPF efficiency, in terms of PM, using the
following equation:

η f iltration =
Csoot_in − Csoot_out

Csoot_in
∗ 100 (3)

where Csoot_in and Csoot_out are the PM concentrations in mg/m3 upstream and downstream
of the filters, respectively.

The measurement of torque, fuel consumption, exhaust flow rate, T and DP across
the filter was carried out to compare the engine performance during the filtration stage.
The PSD measurements were carried out upstream and downstream of the CDPF. The
size-dependent filter removal efficiency during the accumulation was evaluated for each
diameter using the following equation:

η f iltration =
(Nparticles)in − (Nparticles)out

(Nparticles)in
∗ 100 (4)

where the subscripts “in” and “out” indicate the number of particles before and after the
filtration, respectively. Moreover, the PN emission evolution during the active regeneration
was detected. This represents a critical issue in a future perspective; in fact, the regeneration
procedure could be entailed in the type of approval cycle (i.e., RDE).

The experimental tests during the soot loading phase were performed under four
different engine loads in the range of 22–36%, with an engine speed equal to 2140 rpm and
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standard ECU calibration. The main engine variables are reported in Table S4. Engine load
conditions were selected to compare filter performance also when the passive regeneration
occurred with the CDPF (e.g., loads equal to 33% and 36%).

Regarding the active regeneration, PSD was correlated with the time history of DP
across the CDPF and inlet/outlet temperatures. According to the description reported in a
previous work [43], the procedure was actuated when a soot loading of 5 g/L had been
reached: this quantity, not far from that reported in the literature [55,56], was recommended
by the filter manufacturer as a value that does not impact on engine performance. The
comparison between the CDPF and the bare DPF is shown in Figure 8 in terms of normal-
ized pressure drop and temperature during the regeneration phase in the same engine
operating conditions. The beneficial effect of the catalyst deposited on the DPF is evident:
the DP curve decreases, meaning that soot oxidation occurrence is needed at temperatures
lower than 400 ◦C for the CDPF (Figure 8a) and about 600 ◦C for the bare DPF (Figure 8b).
Regarding the contents of the following sections, the whole regeneration process of the
CDPF was divided into three consecutive phases (Figure 8a):

i. Start-up (0–200 s), in which any soot oxidation occurs;
ii. Soot combustion (200–450 s);
iii. End of regeneration, in which constant DP (after 450 s) and constant differences

between temperatures across the CDPF are present.
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Figure 8. Trend of pressure drop and temperature across the (a) CDPF and (b) DPF during the regeneration.

Particle Emission Measurements

In this section, the PSDs at the CDPF outlet are presented and discussed; the results
are compared with those obtained for the DPF [43] to emphasize the differences in terms of
particle emissions. The plots shown in Figures 9–12 correspond to the raw experimental
PSD data measured in the engine tailpipe. Due to the complex setup adopted for the
measurements and the intrinsic oscillations due to the typical wave propagation of the
engine exhaust gas flow to be analyzed, the PSD data were expected to be noisy. However,
in this case no digital filter to generate a smoother data distribution was applied to render
this aspect for readers and better evaluate the quality of the data and the difficulty in
obtaining them. Regarding the particle size determination, Figures 9–12 show the mobility
diameter (Dm) in a log scale; therefore, the range of values mentioned in the text can be
considered correct despite the data oscillation trend. Moreover, the PSDs are represented
on the Y-axis in Figures 9, 10 and 12 as dN/dln (Dm), where N is the number density and
Dm is the mobility diameter.
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Figure 10. Comparison of outlet PSDs during accumulation for test cases #1 and #2 (left side) and
for test cases #3 and #4 (right side).
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Figure 9 shows the PN concentration at the CDPF outlet for test case #1. The PSD
bimodality [43] was still observed, and, after a minimum around 20–30 nm, the particle
number increased for larger diameters (blue line). Differently from what was recently mea-
sured by authors with a regular DPF in the same conditions [43], a remarkable difference
between the empty and partially filled filter was observed; in particular, an appreciable
increase in the range of 10–100 nm was clearly visible (red line). The latter is due to the high
reactivity of the CPDF, which ensures complete filter emptying during the active regenera-
tion. However, the slight PN increase disappears after a few minutes of accumulation.

Figure 10 shows a comparison of the catalytic and the bare filters. In Figure 10a, the
PSDs for test cases #1 and #2 (low engine speed) are reported: the two filters exhibited
very similar results in terms of both shape and concentration across the whole range
investigated. On the other hand, in Figure 10b (test cases #3 and #4—high engine speed) the
CDPF presents a slight increase in PN in both test cases. Focusing on test case #3, the peak
of 5 nm particles is three times higher than that observed for the DPF (green and black lines,
respectively). The trend was observed up to 40 nm, after which the difference between the
PSDs measured with the two filters was negligible. Similar remarks could be made with
reference to the comparison of the PSDs obtained in test case #4. The increase in the number
of 5 nm particles confirmed that, in the CDPF, the passive regeneration occurs starting from
33% of engine load [21]. In fact, while for the standard filter the PN removal efficiency
was comparable, for the CDPF at 36% of engine load a slight reduction was detected.
This results in partial filter emptying, thus allowing a reduction in the frequency of active
regeneration. It is worth remarking that the particle emissions detected were much lower
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than those achieved during active regeneration; therefore, a reduction in both pollutants
and fuel consumption can be achieved by operating the CDPF rather than the DPF.

The above results were also confirmed by the filtration efficiency estimation, as defined
by Equation (3), shown in Figure 11.

In accordance with the DPF results, the highest PN removal was observed for test case
#1, due to the lowest spatial velocity. In particular, the CDPF seemed to be very effective
also for the sub-23 nm particles and exhibited a constant efficiency, below 40 nm, close to
99%. The narrow difference, compared with the DPF [43], is due to the lower mean pore
diameter which affects the particle removal efficiency. On the other hand, in test case #4
the passive regeneration event leads to a slight decrease in efficiency for particle diameters
below 10 nm. This phenomenon was not noticed for the standard DPF, which exhibited
very close values for all the investigated conditions. For particles larger than 60 nm, the
filtration efficiency began to decrease, and the CDPF exhibited similar behavior to the DPF.

Figure 12a shows the PSDs measured at the CDPF exit during the start-up of the
regeneration. The dashed black line represents the PN distribution obtained by actuating
the fuel after injection. The concentrations of particles with sizes below 10 nm were one
order of magnitude lower than in the DPF and remained almost constant for the whole
particle size range investigated; the PSDs are like those measured during the accumulation
phase, as proof of the high reactivity of the catalyst. The benefits of the CDPF are even
more striking comparing the PSDs when the fuel post-injection is actuated (blue and red
lines). In fact, no significant increase in particle emissions was observed; moreover, the
results highlight the absence of a correlation between the concentration peak of particles
with sizes below 10 nm and the post-injection fuel quantity. In particular, the particle
emissions were three orders of magnitude lower than the standard filter and remained two
orders of magnitude lower for particle sizes larger than 50 nm. The slight increase in the
concentration of particles in the range of 30–60 nm (red line) was probably due to the start
of the soot oxidation, which resulted in the soot layer fragmentation responsible for a lower
filtration efficiency towards the particles in this range.

Figure 12b shows the PSDs measured at the CDPF exit during the second phase of
the regeneration process (200–450 s). The plots refer to different mean inlet temperatures
to analyze the evolution of PSDs in the second stage of regeneration. Compared to the
results obtained with the standard filter, the CDPF exhibited a bimodality of the PSDs
also observed during the accumulation phase, with a peak of 5 nm particles equal to
3 × 109 #/cm3, three orders of magnitude lower than for the DPF. Very similar values
were detected during this stage, which emphasizes the improved soot oxidation thanks
to the catalytic activity. The reduction in PN concentration at the outlet of the CDPF was
confirmed by the sharp increase in the outlet temperature: while for the standard filter it
exceeded the inlet temperature after 380 s [43], for the catalytic filter, this occurred much
earlier, after 220 s. Moreover, the temperature increase across the filter reached 100 ◦C,
two times higher than that detected across the DPF. Given these considerations, it can
be asserted that the local oxidation temperatures were much higher and that complete
combustion of the particles was achieved.

Figure 12c shows the PSDs at the end of the regeneration, identified by the quasi-
constant pressure drop across the CDPF and the decrease in the outlet temperature. The
magenta and cyan lines refer to two consecutive measurements collected in a time window
of one minute in the same inlet conditions. A PN peak of 2× 1011 was detected for particles
with sizes below 10 nm in the later measurement (cyan line), which is more than one order
of magnitude higher than the earlier measurement (red line). Furthermore, an appreciable
increase in the range of 20–40 nm was noticed, which yielded a PSD shape not observed in
the earlier measurements. This behavior can be explained considering that, despite the same
inlet temperature being used, the DPF core exhibited a higher temperature in the former
case, thus promoting the oxidation of the particles with lower diameters. Furthermore, this
result confirms the complete emptying of the CDPF, previously evidenced in Figure 9.
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The dashed black line in Figure 12 shows the mean PSD during the whole regeneration
process for the CDPF. The comparison with the corresponding values detected for the DPF,
represented by the dashed red line, highlights the impressive reduction in particle emissions
achieved by the CDPF in the whole range investigated. In particular, the peak of the 5 nm PN
dropped from 4 × 1012 to 3 × 1010, two orders of magnitude lower, while for the particle size
above 50 nm the reduction reached three orders of magnitude, from 1010 to 107.

This very important result highlighted that the use of a well-designed CDPF can allow
the oxidation of accumulated soot at lower temperatures and decrease in particle emissions
during the regeneration phase, not only with respect to a bare DPF, but also with respect to
recent studies in the literature, in which increases in emissions of particles of sizes above
and below 23 nm were observed [45,57].

4. Conclusions

In this work, starting from the results previously obtained on soot oxidation during
DPF regeneration [21–23], the research focused on the detailed PSD analysis of particles
emitted during the active regeneration of a CuFe2O4 catalyzed DPF at the exhaust of an L-D
common-rail diesel engine. Different tests were performed under different engine operating
conditions, aiming at estimating the PN removal efficiency of the CDPF in the range of
5–100 nm. The filtration efficiency in the investigated PN range was evaluated by alternately
sampling the particles upstream and downstream of the CDPF. In particular, the dynamics
of the PN size distributions during the regeneration process were investigated. The results
of the experimental tests evidenced that, during the start-up of the regeneration, differently
from the standard DPF, no significant increase in particle emissions at the CDPF outlet was
observed. In fact, particle emissions three orders of magnitude lower than those detected
when regenerating the standard filter were observed, and they remained two orders of
magnitude lower for particle sizes larger than 50 nm. With the regeneration going on, in
the range of 200–450 s, the PSDs measured at the CDPF outlet exhibited the bimodality
observed during the accumulation phase, with a peak that was three orders of magnitude
lower than that detected in the case of the bare DPF. At the end of the regeneration,
characterized by a quasi-constant pressure drop across the CDPF, an impressive reduction
in PN emissions was still observed vs. the standard DPF, with PN values that were two and
three orders of magnitude lower for the particle sizes of 5 nm and above 50 nm, respectively.
This very important result highlighted that the use of a well-designed CDPF can allow
the oxidation of the accumulated soot at lower temperatures and a decrease in particle
emissions during the regeneration phase, not only with respect to a bare DPF, but also with
respect to recent studies in the literature, in which increases in emissions of particles above
and below 23 nm were observed.
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