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Abstract: The worldwide consumption of fossil hydrocarbons in the road transport sector in 2020
corresponded to roughly half of the overall consumption. However, biofuels have been discreetly
contributing to mitigate gaseous emissions and participating in sustainable development, and thus
leading to the extending of the commercial utilization of internal combustion engines. In this
scenario, the present work aims at exploring the effects of alternative fuels containing a blend of
15% ethanol and 35% biodiesel with a 50% fossil diesel (E15D50B35) or 50% Fischer-Tropsch (F-T)
diesel (E15FTD50B35) on the engine combustion, exhaust emissions (CO, HC, and NOx), particulate
emissions characteristics as well as the performance of an aftertreatment system of a common rail
diesel engine. It was found that one of the blends (E15FTD50B35) showed more than 30% reduction
in PM concentration number, more than 25% reduction in mean particle size, and more than 85%
reduction in total PM mass with respect to conventional diesel fuel. Additionally, it was found that
the E15FTD50B35 blend reduces gaseous emissions of total hydrocarbons (THC) by more than 25%
and NO by 3.8%. The oxidation catalyst was effective in carbonaceous emissions reduction, despite
the catalyst light-off being slightly delayed in comparison to diesel fuel blends.

Keywords: ethanol; Fischer-Tropsch diesel; exhaust emissions; aftertreatment system; particulate
matter; diesel engine

1. Introduction

Transportation is a major energy consumption sector and should take a major role in
the reduction of fossil fuel dependency and environmental pollution. The world energy
consumption based on liquid fossil fuel sources shows that road transport corresponded
to roughly half of the total, whilst others transport (e.g., aviation, rail, etc.) represented
approximately 15% [1]. Biofuels and electrification are among the alternatives to fossil fuel
use in internal combustion engines (ICE). Electrification has been increasing in light-duty
vehicles over the late years and, in a long-term scenario, is expected to partially replace
liquid hydrocarbons in transport [2]. However, in the short-term, biofuels are still one of
the most likely alternatives in decarbonizing and cleaning road transport. The European
Union directive 2009/30/EC promotes the use of biofuels from 2020 while countries such
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as the USA, China, and Brazil also mandate the utilization of biofuels blended with
conventional fuels [3]. Moreover, vehicle emissions including gaseous and particulate
emissions are regulated while future legislation like the “Euro 7” standard is expected to
be even more stringent [4].

Among the alternative biofuels, the most widely investigated is ethanol [5].
Emissions benefits have increased the interest for alcohol addition in diesel engines,
especially ethanol, due to its high oxygen content [6]. Other interesting alternative biofuels
are the synthetic Fischer-Tropsch (F-T) type fuels, manufactured from syngas yielding
liquid straight-chain paraffin, and alternatively, after further processing, branched
paraffin and cyclic hydrocarbon mixtures [7,8]. If the final liquid fuel is obtained from
renewable sources, such as biomass, the fuel is called biomass-to-liquid (BTL). Natural
gas (GTL) and coal (CTL) are also possible raw materials for the syngas (a mixture of H
and CO). According to the H> and CO mixture percentage and the used catalyst, the
reaction can produce gasoline-like or diesel-like fuels, the latter one called F-T diesel. F-T
diesel is an ultra-clean fuel with a high cetane number (CN), while promoting lower
combustion temperatures. Further details regarding the effects of mixture compositions
of syngas have been considered in [9].

Previous studies have evaluated the impact of blends of F-T diesel with fossil diesel
[10], biodiesel [11], and diesel/biodiesel [12]. However, in the case of alcohol and F-T
blends, most investigations have considered butanol [13]. Short-chain alcohols such as
methanol and especially ethanol (which is a biofuel) have very significant availability,
lower cost, and can be effectively used in compression ignition engines blended with
diesel or biodiesel. It has been previously studied that blends of F-T diesel with alcohol
have miscibility limitations. Lapuerta et al. [14] reported that blends of 5% ethanol/95%
F-T diesel (E5FTD95) are stable for temperatures between 15-38 °C, although increasing
the ethanol ratio diminished the blend stability, and the EI0FTD90 blend is only stable at
high temperatures (>30 °C). Hence, biodiesel has the benefits of helping to produce a
stable blend and enhancing the lower lubricity of F-T diesel. Sun et al. [15] evaluated F-T
diesel mixtures with methanol and reported that CO, NO, and soot were reduced. Yang
et al. [16] studied the combustion characteristics of methanol/biodiesel/F-T diesel blends
with n-decanol and reported that the ignition delay (ID) period was extended and peak
heat release rate (HRR) was increased. Further, Jiao et al. [17] have studied a diesel engine
fueled with methanol/Fischer-Tropsch diesel/biodiesel/diesel blends and reported lower
PM, although slightly increased NOx emissions.

Rodriguez-Fernandez et al. [18] have studied bioethanol port-fuel injection on a
diesel engine fueled with F-T diesel and reported improved NOx and smoke emissions
but CO and THC have increased. May-Carle et al. [19] assessed bioethanol/F-T
diesel/biodiesel blend on a jet-stirred reactor. The focus was on numerical and
experimental research of the kinetics of oxidation and concluded that further validation
on a real engine would be required. Pidol et al. [20] had considered
ethanol/biodiesel/Fischer-Tropsch diesel blend and a blend of those with the addition of
iso-pentane on two engines. The researchers have reported that on the multi-cylinder
engine both CO and NOx decreased although HC increased for the blend. Regarding the
single-cylinder engine, all emissions increased for the tested blend.

In the near-future, complex energy scenarios using sustainably CO: emissions in
“green” energy production, storage, and distribution have been seen as a way to combat
climate change. This can be promoted by utilizing renewable energy in the production of
alcohols, ethers, esters, and synthetic clean fuels [21] with the use of novel and energy-
efficient catalytic systems. Apart from demonstrating that industrial production levels of
these new fuels can be achieved, their efficient utilization will contribute to improving
their design and contributing to the additional tank-to-wheel CO: emissions reduction.

As previously mentioned, some studies have been conducted to evaluate the
utilization of alcohol and F-T fuels in diesel engines. However, the reported studies focus
on engine performance and exhaust emissions, but not on particulate matter (PM)
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characteristics, nor the interactions with the aftertreatment systems. Therefore, this study
aims at investigating and understanding the effects of alternative fuels consisting of a
blend of ethanol and F-T diesel (or fossil diesel) with the addition of biodiesel, on engine
combustion, exhaust emissions (CO, HC, and NOx), particulate emissions formation, and
characteristics as well as the aftertreatment system performance.

2. Materials and Methods
2.1. Test Engine and Fuel Properties

The study was carried out in a modern four-stroke, water-cooled based, single-
cylinder diesel engine equipped with a high-pressure common-rail fuel injection system
(Table 1). The fuel specifications and properties are listed in Table 2. The ultra-low sulfur
diesel fuel (ULSD, with no added biodiesel) and the F-T diesel were supplied by Shell
Global Solutions UK, the biodiesel was from Egogas Ltd. and the ethanol was purchased
from Fisher Scientific Company. In order to evaluate the effect of the oxygen content in
the combustion process in the blends, both ULSD and F-T diesel have been selected, due
to having zero oxygen content. Ethanol fuel has high purity of 99.8%. The biodiesel fuel
was composed of a blend of vegetable-based esters, mainly rapeseed methyl ester (~90%)
blended with palm oil methyl ester (~10%).

Table 1. Test engine specifications.

Engine Parameters Specifications
Engine type Diesel single-cylinder
Stroke type Four-stroke
Number of cylinders 1
Cylinder bore x stroke (mm) 84 x 90
Connecting rod length (mm) 160
Compression ratio 16:1
Displacement (cm?) 499
Engine speed range (rpm) 900-2000
IMEP range (bar) <7
Fuel pressure range (bar) 500-1500
Injection system Common rail

A selected fuel blend composed of 15% ethanol, 50% Fischer-Tropsch diesel, and 35%
biodiesel, referenced as E15FTD50B35, was compared with a second blend, consisted of
15% ethanol, 50% diesel, and 35% biodiesel, was referenced as E15D50B35 and was also
compared with conventional (pump) diesel fuel. All blends were previously prepared at
the University of Birmingham and the base fuel constituents properties (physical and
chemical) were either obtained through the fuel suppliers or by recent investigations of
the research group [22,23]. These blends have been selected aiming to achieve four
established targets.

1. To obtain a density based on the range for diesel fuel established in EN 590 by the
European Committee for Standardization, with a value below biodiesel density and
higher than F-T diesel;

2. To obtain a lower heating value (LHV) resembling the value for diesel fuel, with a
value between that of the biodiesel and the F-T diesel. This would possibly prevent
substantial variation in injection duration in comparison with pump diesel and
therefore maintain the injection pattern of the engine [11];

3. To obtain a potential benefit related to the engine emissions by increasing oxygen
content (both alternative fuels have the same oxygen content) and decreasing
aromatic content;
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4. The biodiesel fraction that was introduced has been chosen to balance the lower
lubricity of ethanol that could influence the final blend value.

Table 2. Specification of tested fuels.

ULSD F-T Diesel Ethanol Biodiesel E15FTD50B35 E15D50B35

Chemical formula Ci1aH209 CissoHsszz C2HsOH  Cis9osH3592029  Ci552H31.53012¢ Cra13H26.8801.21
Cetane number 53.9 80 8 54.7 58.51 47.71
Lower heating value [M]/kg] 42.7 43.9 26.8 374 38.91 3851
Latent heat of vaporization [k]/kg] 243 339 858 216 - -
Density at 20 °C [kg/m?] 827.1 784.6 789.4 883.7 820.01 2 841.262
Lubricity at 60 °C [um] 312 560 656 233 ND ND
Stoichiometric fuel/air ratio 1/1455  1/14.91 1/9.00 1/11.77 1/13.20 1/12.92
Aromatics (wt %) 24.4 0.3 0 ~0 ND ND
C (wt %) 86.5 84.8 52.14 77.2 77.31 78.03
H (wt %) 13.5 15.2 13.13 12 13.68 12.96
O (wt %) 0 0 34.73 10.8 9.0 9.0

ND: not done; ! estimated based on the mass fraction [24]; 2 estimated based on the volumetric fraction [24].

2.2. Experimental Setup and Materials

The engine test rig consisted of an electric dynamometer coupled to the engine. A
schematic diagram of the experimental setup is shown in Figure 1. All tests were
conducted at the Future Engines and Fuels Laboratory at the University of Birmingham.
In-cylinder pressure was recorded over 200 cycles using an AVL GH13P pressure sensor
mounted in the cylinder head and the signal was amplified by an AVL FlexIFEM 2P2
piezoelectric amplifier as well as monitored and stored on a PC for processing. A digital
shaft encoder producing 360 pulses per revolution was used to measure the crankshaft
position. The data from the crankshaft position and pressure were combined to create an
in-cylinder pressure trace. A LabVIEW-based code was previously developed by the
research group to control, collect, and monitor the data acquisition and combustion
analysis. Besides, the other engine operating parameters, including multiple fuel injection
strategies were controlled by using an in-house developed LabVIEW program [25]. The
HRR was analyzed using the measured pressure data based on the first law of
thermodynamics.
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Figure 1. Schematic of the experimental facility.
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The fuel was injected into the cylinder at a constant pressure of 550 bar, divided into
the pilot (15 CAD BTDC, crank angle degree before top dead center) and main injection
(5 CAD BTDC). Throughout the experiments, the indicated mean effective pressure
(IMEP) was constantly controlled during changing fuels by updating the main fuel
injection duration to maintain the same engine IMEP conditions for the base diesel fuel.
A slightly longer fuel main injection was necessary for E15D50B35 and E15FTD50B35, as
shown in Table 3. Tests were carried with the engine running with a fixed speed of 1500
rpm and load set at 2 bar IMEP. The engine operational condition was selected based on
a previous study of the research group, as it represents a frequent engine speed-load
window in real vehicle driving cycles and provides a representative and stable condition
of both gaseous emissions and exhaust temperature of the engine [25]. Moreover, the
selection of this condition is due to the investigation focus on the fuel and not on the
engine. The volumetric fuel consumption has been measured and later converted into
mass fuel consumption using each fuel density value. The engine was warmed up to
reduce the effects of emission variation during engine cold-start. Both fuel tanks and lines
were cleaned and the engine was kept in operation for half an hour with the newly tested
fuel, to minimize the influence from previously used fuels in the injection system.

Table 3. Fuel injection parameters and exhaust temperature.

Pilot Main
Injection In]:ec.tion Injection In]: ec?ion Inject%on Engine-Out Exhaust
Fuel Pressure (bar) Timing Duration Timing Duration Temperature (°C)
(CAD (ms) (CAD (ms)
BTDC) BTDC)

Diesel 550 15 0.150 5 0.499 236 £2
E15D50B35 550 15 0.150 5 0.529 232+2
E15FTD50B35 550 15 0.150 5 0.546 235+2

A Fourier transform infrared (FTIR) spectrometry gas analyzer MKS MultiGas 2030
was used to measure gaseous exhaust emissions such as carbon monoxide (CO), carbon
dioxide (CO2), nitrogen oxides (NOx, assumed as the sum of NO and NO2), and total
hydrocarbons (THC), among others. Particle size distributions were measured using a TSI
scanning mobility particle sizer spectrometer (SMPS). The equipment is composed of a
3080 electrostatic classifier, a 3081 differential mobility analyzer (DMA), and a 3775
condensation particle counter (CPC) [26]. Part of the exhaust gas was sampled and diluted
with air in a constant dilution ratio set at 1:20. The SMPS was connected downstream of
the dilution system to extract a diluted sample for the particle size measurement.

The diesel oxidation catalyst (DOC) studies were carried out using a 24.3 mm in
diameter and 101.5 mm in length and 0.10922 mm wall thickness monolith catalyst, with
0.258 cells/m?, supplied by Johnson Matthey Plc. The catalyst was placed in a reactor
inside a tubular furnace where K-type thermocouples (with a range of 0-1250 °C and an
accuracy of +2.2 °C) and a TC-08 Thermocouple Data Logger (Pico Technology) were used
to measure the engine exhaust temperature. A flow meter was responsible for controlling
the exhaust gas flow. The details of the catalyst used in this study were a 4.237 kg/m?
platinum:palladium (weight ratio 1:1) with alumina and zeolite washcoat (158.66 kg/m3
loading). The effects of exhaust temperature and composition on the engine were
investigated while the engine exhaust was maintained at a gas hourly space velocity
(GHSV) of 35,000 h™' and a heating temperature of about 5 °C/min.

2.3. Error Analysis and Uncertainty Analysis

Experimental evaluations usually have intrinsic associated uncertainties, as they are
dependent on experimental conditions, instrument selection, and calibration, observation,
data input, setup assembly, among other factors. Thus, an analysis of uncertainty is
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essential to validate results obtained from experimental results. The uncertainties have
been calculated by the root-sum-square combination of the fixed errors introduced from
different sources, with methods further described in [27], as shown in Equation (1) below:

X=X+ U, 1)

where X; is the actual value, X; is the measured value and U, is the total uncertainty of
the measurement, which may be calculated using Equation (2).

U, =/ (Eo)* = (E))? 2)

where E; and E, are respectively the systematic and random errors. In general, those
errors are provided by the instrument manufacturer specifications. As for the uncertainty
associated when multiple measurements are obtained (e.g., exhaust emissions), it may be
estimated by a statistical average, calculated as shown in Equation (3) below:

X+ X+ +X,)
n

X 3)

average

where Xgyerqge is the reported value, X; to X, are values measured within intervals and
finally, n is the total number of values. Moreover, the standard deviation (SD) of data is
obtained using Equation (4).

2
21‘1:1 (Xi_Xaverage) (4)
SDmeun/avemge = 1-n

Experimental uncertainty has been calculated and error bars have been added to
graphs.

3. Results and Discussions
3.1. Performance and Combustion Characteristics

In order to obtain the same IMEP output for every tested fuel, it may be observed
(Figure 2) that E15D50B35 and E15FTD50B35 blends have shown increased indicated
specific fuel consumption (ISFC) of about 11.8% and 10.8% respectively in comparison
with diesel (Figure 2). Higher ISFC can be associated with the LHV of the fuels, as pointed
out by several studies with ethanol fuel blends [5,28].

=
= 360+ ~139 =
z ISEC (g/kWh) =)
X ISEC (MJ/kWh) E’
@ N—
350 / =
§ % g
b= a
a,
g L 13.8 g
2 340 - z
3 S
o >
@ oL
=] T
g 304 £
g 137 o
g g
%) _ 9]
5 320- 5
g o
g g 2
2 / 3
g 310 . 13.6 ©
Diesel E15D50B35 E15FTD50B35 =

Figure 2. Indicated specific fuel consumption (ISFC) and indicated specific energy consumption
(ISEC) for diesel, E15D50B35, and E15FTD50B35.
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On the other hand, indicated specific energy consumption (ISEC) is a more adequate
parameter than ISFC to compare different fuels and for evaluating the potential of fueling
the engine with ethanol blends (Figure 2).

ISEC indicates the amount of energy that is consumed to produce one unit of
indicated work in one hour and it can be defined as the specific fuel consumption times
the fuel LHV. Figure 2 shows the variation of ISEC for the engine fueled with diesel,
E15D50B35, and E15FTD50B35. The blend of E15FTD50B35 showed a slightly higher ISEC
(approximately 1.1%) than diesel, whilst E15D50B35 has shown a 0.8% increase in value
over diesel. Overall, the increase in ISFC for EI5FTD50B35 is compensated by its LHV,
which results in a percentually lower increase in ISEC. Other researchers have obtained
similar results with other oxygenated fuels [29,30].

Figure 3 shows the in-cylinder pressure and HRR versus the crank angle degree for
the combustion of diesel, E15D50B35, and E15FTD50B35 at 2 bar IMEP and 1500 rpm. A
significant increase in HRR, but later in the cycle, was obtained from the combustion of
both alternative fuel blends, which may also explain the changes in emissions later to be
discussed. As it may be seen, ethanol higher heat of vaporization has a direct effect on
HRR peak and this seems to be in accordance with the literature [31]. Additionally,
ethanol parameters such as heat of vaporization increase ID, and hence more fuel
undergoes premixed combustion phase, promoting an increase in later HRR. The start of
combustion was defined in accordance with the literature as the variation in inclination
of the HRR curve, obtained from the cylinder pressure data [31]. The duration of
combustion was characterized as the difference between CA10 (crank angle when 10%
accumulated HRR has occurred) and CA90 (crank angle when 90% accumulated HRR has
occurred). As for the duration of premixed combustion, it was assumed as the difference
between CA10 and CA50 (crank angle when 50% accumulated HRR has occurred).

55 TDC - 90
Diesel
= — - — E15D50B35 - 80
ST N o N E15FTD50B35 L0
—
IS <
S 407 L0 U
% 35 =
2 - 50 g
Q 30 E
= - 40
0, Q
= 25 @
9] 9]
ao’ - 30 —
£ 204 g
p— —
c,>)‘ 15 - -0 g
= i
. _\‘\/J\'/\ / -0
0 1 1 1 1 1 1 _10
-20 -10 0 10 20 30 40 50 60

Crank angle (°CA)

Figure 3. Effect of different fuel combustion on in-cylinder and heat release rate with a crank angle
at 2 bar indicated mean effective pressure (IMEP) and 1500 rpm.

The peak in-cylinder pressures for diesel, E15D50B35, and E15FTD50B35 at 2 bar
IMEP and 1500 rpm are presented in Figure 4 for the 3 fuels. It was noticed that the ethanol
addition to F-T resulted in a blended fuel with the highest peak pressure in comparison
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with the diesel fuel and the E15D50B35. In comparison with E15FTD50B35, the E15D50B35
blend had a slight reduction in peak pressure, in addition to the aforementioned increase
in the main injection duration. Moreover, both blends had a lower CN in comparison with
diesel (see Table 2), which extended the ID period and boosted the maximum pressure.
Additionally, the heating value of EISFTD50B35 had a significant effect on the increased
pressure. This trend was recently reported by a similar study [17].

As for the peak HRR, both fuel blends had higher energy release in the premixed
combustion phase compared to diesel. Furthermore, E15D50B35 presented the higher
peak HRR among the fuels and a slight increase of 2.85% in peak HRR as related to
E15FTD50B35. Again, the longer ID due to ethanol addition leads to a longer F/A mixture
time and thus more fuel burnt in the premixed combustion phase, which results in a
higher peak of HRR compared to diesel combustion, although at a slightly later time.

52 - - 80

\ Peak in-cylinder pressure

11| Peak heat release rate 1 L 70

— —_
@ <
< L 60 U
& =
5 >
3 L 50 £
v =
a, ]
5 51 L 40 @
o] =
£ g
S L 30 =
& S
5 =
Y 1 20
g &
¥
L 10
50 0

Diesel E15D50B35 E15FTD50B35

Figure 4. Peak in-cylinder pressure and peak heat release for diesel, E15D50B35, and
E15FTD50B35 at 2 bar IMEP and 1500 rpm.

The variation of ID and the duration of combustion are presented in Figure 5. The ID
is a parameter that has a direct influence on engine performance, and that is affected by
many parameters (e.g., CN, F/A ratio, injection timing, in-cylinder temperature).
Similarly, the duration of combustion relies on parameters such as equivalence ratio,
compression ratio, engine operational conditions, and fuel. A higher ID is observed for
both blends E15D50B35 and E15FTD50B35. Longer ID could be explained by the lower
CN (as seen in Table 2) and the high latent heat of vaporization of ethanol, thus leading
to longer air and fuel mixing time and lower temperatures during compression. Hence,
more fuel is burned in the premixed phase, which results in a higher maximum HRR (see
Figure 4).

Various discussions of ID for ethanol/diesel/biodiesel blends are found in the
literature [32,33]. Furthermore, in comparison with E15D50B35, the F-T diesel blend had
a similar, although slightly lower ID. The reason for this is due to the higher CN of F-T
diesel in comparison with pure diesel fuel, hence lowering the ID of the blend [34]. With
the addition of ethanol, the duration of combustion decreased for both E15D50B35 and
E15FTD50B35, due to the increase in the ID, probably as a result of the higher latent heat
of vaporization of the ethanol.
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Figure 5. Duration of combustion and ignition delay for different fuels at 2 bar IMEP and 1500
rpm.

3.2. Engine Exhaust Emissions

Figure 6 shows the effects of fuel blends on HC, CO, and NOx when compared to
conventional diesel fuel. The lack of oxygen in the chemical molecule of the fuel explains
the higher THC emission for the conventional diesel. As for the E15D50B35 blend, it
emitted 9% less THC in comparison with diesel. Previous researchers have discussed the
role of ethanol/biodiesel addition to diesel fuel as either increase [35] or decrease [36,37]
HC emissions. When comparing the E15FTD50B35 fuel with the E15D50B35, the absence
of aromatic hydrocarbons of the Fischer-Tropsch diesel, as well as his higher cetane
number, further reduces THC exhaust emissions. Therefore, it can be noticed that the
combustion of E15FTD50B35 produced the lowest THC emissions, which was 26% lower
than the reference fuel and 19% lower than the E15D50B35 blend. It has been previously
reported that Fischer-Tropsch diesel reduces THC emission as it is a high reactivity fuel
[38]. In other words, it has good auto-ignition qualities and a high cetane number, thus
proving higher combustion efficiencies.

The oxygenated fuels are expected to reduce carbonaceous exhaust emissions as the
presence of oxygen in fuel molecules eases hydrocarbon oxidation. However, the lower
cetane number (because of ethanol) may conceivably increase exhaust emissions as a
result of less time for the oxidation to occur and thus favoring incomplete combustion
[39]. Additionally, the high latent heat of vaporization of ethanol could reduce the in-
cylinder gas temperature, which decreases the oxidation reaction rate and thus increase
CO emission under lower engine loads [40,41] as is the case for this research (Figure 6).
Furthermore, the comparatively higher viscosity of biodiesel creates poor fuel
atomization, which also contributes to incomplete combustion [42], and consequently
increasing CO levels [43]. E15D50B35 and E15FTD50B35 have shown higher CO emissions
with respect to diesel fuel. This can also be attributed to lower local in-cylinder
temperature due to the ethanol cooling effect [44].
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Figure 6. Effect of diesel, E15D50B35, and E15FTD50B35 on engine-out exhaust emissions at 2 bar
IMEP and 1500 rpm.

Figure 6 shows the results of NOx exhaust emission for diesel, EISFTD50B35, and
E15D50B35 at 2 bar IMEP and 1500 rpm. Previous works have discussed oxygenate fuel
blends to mainly increase NOx emissions, e.g., [45,46], with some studies, having reported
a slight reduction [47]. Among the factors that could influence these results are engine
operating conditions and the presence of aromatics. Moreover, the effect of ethanol on
lowering the cetane number of the blend, which means extending the ignition delay and
increasing the amount of fuel that is burned in the premixed stage of combustion,
increases NOx formation [46].

Additionally, amongst the reasons which can explain the trend of increased NOx for
the oxygenated blends are the high oxygen content of the EI5FTD50B35 and E15D50B35
blends (see Table 2). The higher oxygen content led to modified combustion patterns
(Figure 3) and increased ignition delay. Additionally, it has been reported that the
presence of aromatics may increase NOx emissions, so the engine operating conditions
must be considered [48]. The temperature is one of the major influences on NOx, however
the emissions depend on other parameters such as pressure, droplet sizes, type of
combustion chamber, etc. For further details, please refer to the available literature [49,50].
NOx emissions of E15D50B35 and E15FTD50B35 are similar, although slightly higher (1%
and 5% for E15D50B35 and E15FTD50B35 blends respectively) than with diesel fuel
(Figure 6).

3.3. Impact of Biofuels on a Diesel Oxidation Catalyst (DOC)
3.3.1. CO Oxidation over a Diesel Oxidation Catalyst

Figure 7 shows the catalyst CO light-off curves for all fuels. The engine exhaust
emissions levels of CO from the combustion of conventional diesel are lower compared to
the biofuel blends (as seen in Figure 6). Moreover, the THC emissions decreased for
E15FTD50B35 and E15D50B35 in comparison with conventional diesel fuel (as seen in
Figure 6). The high levels of CO in the engine-out emissions have slightly delayed the
catalyst light-off activity. This is shown in Figure 7, as the temperature to reach is 50% of
conversion efficiency is shifted to the right (i.e., higher temperatures than for the diesel
fuel). This may be explained because CO can be adsorbed strongly in the catalyst and
hence be the dominant species on the catalyst surface, which has been previously reported
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in the literature [51]. Moreover, Pt-group metals only show sufficiently high activity for
CO oxidation above ~150 °C, which suggests that catalytic oxidation of CO may be
kinetically limited at low temperatures [52]. Therefore, CO could self-inhibit the start of
CO oxidation on the DOC catalyst, thus shifting the light-off into higher temperatures
(Figure 8). It has been previously explained in the literature that at lower temperatures
higher concentrations of CO inhibit the rate of reaction in the catalyst. Although, as the
reactant is oxidized at higher temperatures, the rate of reaction is increased [53]. A similar
trend was previously reported for butanol/biodiesel/diesel blend and pure biodiesel when
compared to conventional diesel, as the latter had earlier catalyst light-off than the
oxygenated fuel blends [23].

—Diesel
- —E15D50B35 /:
- E15FTD50B35 | I

150 200 250 300
Temperature (°C)

Figure 7. CO light-off curves from the exhaust gas produced for diesel, E15D50B35, and E1SFTD50B35 at 2 bar IMEP and

1500 rpm.

Furthermore, competitive adsorption on the same active sites by hydrocarbons (see
Figure 9) and nitrogen oxide (see Figure 10) promotes reciprocal inhibition by each other
and thus affecting CO oxidation [54,55]. Previous reports have discussed that both NO
and NO2 can quickly adsorb and dissociate towards Pt and Pd active sites. This may
generate a high coverage of adsorbed nitrogen species and oxygen atoms on the active
sites which limits CO adsorption. As a result, adsorption competition may difficult CO
access to the catalyst’s active sites limiting the oxidation of CO. [51,56].

As observed in the emission results, the combustion of E15FTD50B35 produced higher
CO exhaust emissions in comparison with diesel fuel and E15D50B35. Hence, as soon as
oxidation starts, it increases the local catalyst’s temperature and activity and therefore
increases the CO oxidation reaction rate. Consequently, although this synthetic alternative
fuel blend presented later light-off, it reached the maximum conversion efficiency in a lower
temperature difference than the other tested fuels, as seen in Figure 8.
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Figure 10. NO and NO:2 downstream DOC catalyst at 2 bar IMEP and 1500 rpm.

3.3.2. THC Oxidation over a Diesel Oxidation Catalyst

Figure 9 shows the total hydrocarbon conversion efficiency from the combustion of
different fuels. Hydrocarbon conversion at low catalyst temperatures over the diesel
oxidation catalyst should be considered a “virtual conversion”, because it is a result of the
trapping effect by catalyst zeolites, once the hydrocarbons are not exactly oxidized, but
just temporarily kept over the catalyst zeolites.[23,56]. It has been previously discussed
that CO is considered as an inhibitor for itself and the oxidation of other species.

It is possible to observe in Figures 7 and 9 that hydrocarbon oxidation is promoted
after the maximum rate of oxidation is reached for CO. As CO oxidation over the DOC
catalyst increases due to a rise in reaction temperature, hydrocarbon adsorption starts
onto catalyst active sites. Further, it seems that, for all fuels, the start of hydrocarbon
oxidation only occurs when at least 50% of the CO has been oxidized. The THC light-off
curves seem to show that between 170 °C to 230 °C there is a plateau in conversion
efficiency for the E15D50B35. Moreover, the graph illustrates that there was no conversion
efficiency around 180 °C for diesel and E15FTD50B35. At this temperature interval (170-
230 °C), the rate of conversion efficiency decreased to a minimum value, as there were
fluctuations in the oxidation reactions in the DOC catalyst. It should be noticed that this
specific temperature interval is correlated with CO oxidation interval from the required
temperature to reach 10% conversion efficiency to its maximum conversion, previously
shown in Figure 8.

Furthermore, the higher conversion efficiency of THC was noticed for the E15D50B35
in comparison with the diesel fuel. This may be explained, as the blend is expected to have
lower aromatic hydrocarbons than pure diesel, which have been reported to be more
difficult to be adsorbed and oxidized [57-59]. Additionally, it has been formerly discussed
that NO could compete with HC for adsorption over the catalyst, thus limiting
hydrocarbon oxidation [56,60]. Moreover, the hydrocarbons from E15FTD50B35 exhaust
combustion gas had been limited to start their oxidation only when CO has reached nearly
maximum conversion efficiency. On the other hand, the conversion of HC for
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E15FTD50B35 increases and reaches a higher level of conversion efficiency immediately
after CO has fully oxidized over the catalyst’s active sites.

3.3.3. NO to NO: Oxidation over DOC Catalyst

Figure 10 shows the oxidation of NO to NO: in the DOC catalyst. This reaction is
directly affected by the concentration of CO, THC, and NO in the exhaust. The results have
shown that at low temperatures, NO: is reacting with CO and HC in the catalyst since the
concentration of NOz is lower than the engine-out exhaust emission (see Figure 6).

Once Oz has oxidized CO, it was observed an increase in NO2 concentration for all
fuels nearly at the same temperature, around 220 °C. It should be noticed that the higher
NO: production at low temperatures is possibly due to the oxygenated components of the
E15FTD50B35 and the E15D50B35 fuels, which could enhance the formation of active
oxygenated components to produce NO: [61].

The NO:2 concentration starts to increase downstream of the DOC oxidation catalyst
at around the same temperature of approximately 290 °C for all fuels, once the CO and
THC have been completely oxidized in the catalyst active sites. Therefore, it is clear that
the inhibition of carbonaceous emission on NO: production occupying the catalyst active
sites and consequently the consumption of any NO: resulted from the combustion
reaction with CO and THC to form CO: [23].

3.4. Particle Size Distribution

Figure 11a shows the particle size distributions (PSD) resulting from the combustion
of diesel, E15D50B35, and E15FTD50B35. According to the results, for most of the particle
sizes, the concentration from diesel combustion is significantly higher than that obtained
from the combustion of E15D50B35 and E15FTD50B35. The lower particulate number
concentration resulting from the combustion of ethanol/diesel/biodiesel blend when
compared to diesel fuel has been previously reported in the literature [33,62].
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Figure 11. Effects of diesel, E15D50B35, and E15FTD50B35 on: (a) particle size distribution, (b) total particle number and
mean diameter, and (c) total particle mass at 2 bar IMEP and 1500 rpm.

In addition, it may be noticed that the PM concentration of the E1I5FTD50B35 blend
is lower than the E15D50B35 blend (Figure 11a). The oxygen present in the hydroxyl group
of ethanol and the ester group of biodiesel, the lower content of aromatics with respect to
diesel fuel, and the longer proportion of premixed combustion leading to a lower number
of rich in fuel regions are the main responsible to reduce particle precursors and particles
themselves [63].

Despite E15FTD50B35 and E15D50B35 having the same oxygen content (9.0 wt %),
the Fischer-Tropsch diesel composition does not have aromatics [64], which further
contributes to reducing the particulate number emitted during the combustion process.
Furthermore, Figure 11b shows that the reduction in total particle number was 14 +1.7%
and 31 # 1.6% respectively for E15D50B35 and E15FTD50B35 blend in comparison with
conventional diesel.

Figure 11c shows an estimative of the total particle mass concentration for diesel,
E15D50B35, and E15FTD based on the number of particle size distribution particles. An
effective particle density function enabled the calculation of an apparent particle density
[65]. The particle mass result indicates that both blends had reduced the PM emissions in
comparison with diesel fuel by 68 + 1.6% and 86 + 1.6%, respectively for E15D50B35 and
E15FTD50B35. Furthermore, it is clear that E1ISFTD50B35 is an advantageous fuel for
lowering particulate matter emissions in comparison with diesel.

Regarding the mean particle diameter, the results suggest that both E15FTD50B35
and E15D50B35 produce a reduction of the particle mean diameter in comparison with
diesel of approximately 15 + 1.7% and 26 + 1.6, respectively. The reduction in the mean
particle size can be particularly explained by a significant reduction in the number of large
particles. This was possibly a result of a lower likelihood of particle collision and the
formation of larger particulate matter agglomerates [11,24] rather than by an increase in the
number of small size particle concentrations, which are more difficult to trap and are
commonly associated with human health issues [66]. In conclusion, the use of both bio
blends resulted in the slight shifting of the particle concentration curve to lower particles
due to the use of oxygenated fuels (i.e., ethanol and biodiesel) [67], as is indicated in Figure
11a.

4. Conclusions

In this study, the effects of alternative (ethanol, biodiesel) and synthetic (Fischer—
Tropsch) diesel fuels on engine combustion exhaust gaseous, particulate emissions
formation and characteristics, and aftertreatment system performance were investigated.
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It was found that the F-T diesel and ethanol blend can be designed to conform with the
current diesel fuel standards provided that biodiesel is added to the mixture to overcome
miscibility problems and to improve the lubricity of the fuel blend.

The blend containing F-T diesel (E15FTD50B35) resulted in significantly lower levels
of THC and NO in the engine exhaust emissions when compared to the blend containing
fossil diesel (E15D50B35) and much lower when compared to straight “pump” diesel.
However, the lower cetane number and higher latent heat of vaporization of ethanol
possibly created an undesired increase in CO emissions in comparison with the reference
fuel. It has been found that the emissions of NOx slightly increased by 5% for the
E15FTD50B35 blend in comparison with the reference fuel and 4% for the E15D50B35 blend.

The diesel oxidation catalyst has effectively reduced the levels of CO and THC in the
exhaust, as well as NO emissions. It was found that the DOC catalyst temperatures light-
off of the blended fuels have shifted to higher values due to the increased CO emissions
present in the engine exhaust gases.

The combustion of the alternative fuels reduced PM number and mass
concentrations, particularly the blend containing both ethanol and F-T diesel. The total
particle number and mass concentrations emitted from E15FTD50B35 combustion were
lower than the E15D50B35 blend and much lower than the diesel fuel. It may be inferred
that the oxygen content of ethanol promotes positive effects on reducing the emissions of
PM. Besides, the blend of ethanol, biodiesel with the incorporation of F-T diesel
demonstrated to be more effective than the blend of ethanol/diesel/biodiesel in providing
substantial benefit to engine combustion and particle emission levels. By keeping the same
oxygen content in the fuel blends it was possible to observe the benefit of the higher cetane
number and the absence of aromatic of the synthetic (F-T) fuel with respect to
conventional diesel.

The main conclusion of this work is that it became clear that ethanol, biodiesel, and
Fischer—Tropsch diesel fuels have individual properties that, when combined, have a
potential for particulate emission-reducing along with aftertreatment systems and
injection strategies promoting benefits for the engine combustion, as future emissions
legislation standards are foreseen to be more stringent. Nevertheless, further research
should be carried out on aspects of the properties of the biofuels, because such effects as
the impact of ethanol and F-T diesel on lubricity were not studied in this research.
Additionally, future work shall cover different injection strategies (i.e., injection pressure
and post injection) and influence of EGR, as well as the effect of the blends on others
aftertreatment devices efficiency (i.e., DPF and SCR catalysts).

Thus, it can be concluded that the use of alternative and sustainable fuels such as
biofuels to attend the transport sector contributes to the effort to minimizing the pollution
and the fossil-based CO: emitted by ICE.
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Abbreviations

BTDC Before the top dead center

BTL Biomass-to-liquid

CA Crank angle

CAD Crank angle degree

CN Cetane number

Cco Carbon monoxide

CO2 Carbon dioxide

CpPC Condensation particle counter
CTL Coal-to-liquid

DMA Differential mobility analyzer
DOC Diesel oxidation catalyst

FTIR Fourier Transform Infrared
GHSV Gas hourly space velocity

GTL Gas-to-liquid

HC Hydrocarbon

HRR Heat release rate

ICE Internal combustion engines

1D Ignition delay

IMEP Indicated mean effective pressure
ISEC Indicated specific energy consumption
ISFC Indicated specific fuel consumption
LHV Lower heating value

NO Nitrogen oxide

NO2 Nitrogen dioxide

NOx Nitrogen oxides

PM Particulate matter

PSD Particle size distribution

SMPS Scanning Mobility Particle Sizer
THC Total hydrocarbons

ULSD Ultra-low sulfur diesel
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