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Abstract

Controlled Auto-Ignition (CAl) engines have the potential to increase fuel economy while lowering
nitrogen oxide and soot emissions. One hurdle that is currently being faced is the engine’s inability to
operate at high loads due to a large Maximum Pressure Rise Rate (MPRR). To address this issue, this
research has been focused on analytically determining the optimum fuel that can be used in a CAl
engine to reduce the MPRR and extend the high load limit. The strategy is to use the fuel ignition
characteristics to maximize the impact of stratification on reducing the MPRR with sequential ignitions.

To quantify the impact of the selected fuel on the high load limit, the fuel’s ignition delay curve
under constant volume conditions, as a function of the initial concentration and temperature was used.
A parametric model of the fuel chemistry was created so that different functional dependences of the
ignition delay curve could be produced through adjustment of the model parameters. Then, the ignition
delay curve was parameterized, and various artificial fuels were created. The artificial fuels were then
tested in an engine simulation under different operating conditions and temperature distributions.

The results from the engine simulations provide insight into the characteristics of the optimum fuel
ignition delay time versus temperature relationship. As expected, the conclusions depend on the initial
boundary conditions applied; particularly the initial cylinder temperature distribution. With a constant
temperature applied to the entire charge, the MPRR is reduced when ignition occurs in the Negative
Temperature Coefficient (NTC) region. When ignition occurs in the NTC region, the radical concentration
in the later stages of the combustion process is reduced, which reduces the MPRR. When an initial
quadratic temperature distribution is applied, different regions of the combustion chamber can ignite at
different periods, hence reducing the MPRR. However, ignition in the NTC region negates this positive
effect, and should therefore be avoided. The functional dependency of the ignition delay time versus
initial temperature for the optimum fuel must therefore be created based on the expected initial charge
temperature distribution.
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Chapter 1. Introduction

1.1 Motivation and Background

The development of Controlled Auto-Ignition (CAI) engines can contribute to reducing the
automotive industry’s reliance on oil, while also reducing harmful emissions. It has been demonstrated
that CAl engines can have low emissions of oxides of nitrogen (NO,) and particulate matter (PM) while
establishing a high part load thermal efficiency [1].

The main features of CAl engine operation, when compared to spark ignition and diesel (diffusion-
controlled) engines is presented in Figure 1-1. The main distinguishing feature is that CAl engines do not
rely on a spark plug or fuel injection to initiate combustion. The premixed charge is simply compressed
until auto-ignition. This allows for a higher compression ratio, the elimination of a throttle, and shorter
combustion durations [2]. All three of these features contribute to the higher thermal efficiency
obtained with CAl engines. Since the fuel and air are typically premixed and diluted, NO, and PM

emissions are also reduced.

Spark Ignition

Engines CAl Engines Diesel Engines

Fuel injected late in

Premixed fuel/air charge .
9 compression stroke

Combustion initiated | Auto-ignition due to | Combustion initiated

with spark plug compression with fuel injection
Turbulent premixed | No flame - kinetically | Turbulent diffusion
flame propagation controlled flame
Low compression ratio High compression ratio

Load limited by

throttling Load limited by amount of fuel injected

Figure 1-1 Comparison of the main features of spark ignition, CAl, and diesel engines
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Since CAl engines depend on auto-ignition to initiate the combustion process, fuel chemical kinetics
plays an important role in the engine’s operation and control. The fuel chemical kinetics can be
described with detailed reaction mechanisms, which outline the reaction pathways a fuel molecule can
take during oxidation. Typical reaction mechanisms are described by low and high temperature reaction
pathways. There is a transition temperature range in which the low temperature path is switched off,
but the high temperature regime has yet to commence. Therefore, combustion initiating at low
temperatures can exhibit a two-stage heat release process as the fuel molecules pass through both the
low and high temperature pathways. Both ignition pathways are controlled by a degenerative chain
branching process. In the low temperature pathway, alkyl-peroxy radicals, RO,, undergo an
isomerization process above 800 K [3], leading to the formation of a branching agent and subsequently
two additional radicals. In the high temperature reaction pathway (900 K to 1100 K), chain branching is
introduced through hydrogen peroxide decomposition {3].

An example constant volume batch reactor simulation with n-heptane is shown in Figure 1-2. It can
be seen that there is a first stage ignition at approximately 1 ms, followed by the main ignition at 2 ms.
When the main ignition time versus initial temperature is plotted, the fuel ignition delay curve is
created. The ignition delay time typically decreases as temperature increases, except in the Negative
Temperature Coefficient (NTC) region. In this region, the low temperature pathway is less reactive since
additional non-branching propagation channels begin to dominate leading to the formation of cyclic
ethers, conjugate olefins, and B-decomposition products [4]. The temperature is also not high enough

for the high temperature branching pathways to initiate.
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Figure 1-2 Example constant volume batch reactor simulation: n-heptane, T0=800 K.

The dependence of CAl combustion on fuel kinetics is illustrated in Figure 1-3. The low temperature
reaction pathway in branched-chain paraffins such as iso-octane is much less reactive than in straight-
chain paraffins such as n-heptane [3]. Therefore, for iso-octane, significant heat release occurs at a
higher temperature and the process manifests as a single-stage ignition only; see Figure 1-3 (a). This
single stage heat release results in a significantly rapid rate of pressure rise. Note that the combustion
durations in both the single and two-stage processes are still much shorter than what is seen in spark

ignition and diffusion controlled engines.
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Figure 1-3 Example CAl engine simulation pressure curves: (a) iso-octane (b) n-heptane

Though there is a lot of promise in CAl engines, one hurdle that is currently being faced is the
engine’s inability to operate at high loads due to the presence of knock [5]. The presence of knock is

dictated by the formation of pressure waves during combustion. A pressure wave forms when the
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acoustic expansion cannot accommodate the thermal expansion [5]. A measure of the threshold for

knock is given by the ringing index [5}:

Ringing Index =

VYRuTnax (dt)maxr [1.1)

2 Pmax

Equation [1.1] shows that the knock threshold is dependent on the Maximum Pressure Rise Rate
(MPRR). Knock is an issue for CAl engines due to the rapid heat release and relatively short combustion
duration, which lead to a large rate of pressure rise. One method that can be used to increase the
combustion duration is to create a non-homogeneous charge, by a species concentration and/or a
temperature distribution [2]. This is referred to as Stratified Charge Compression Ignition (SCCI), and
will be studied in this report. Another method used to increase the high load limit is to increase the inlet
pressure. Christensen [6] studied this effect using boost pressures of 0 bars to 2 bars, and iso-octane,
ethanol, and natural gas as fuels.

This report will present an analytical assessment on the potential of selecting and optimizing a fuel
to extend the high load limit of CAl engines. It has been shown that the high load limit, which is
constrained by the engine Noise Vibration and Harshness {NVH), can be extended by reducing the MPRR
during combustion. The MPRR in a CAl engine is governed by the engine operating conditions,
temperature/charge stratification in the combustion chamber, and the fuel combustion chemistry (see
Figure 1-4). The selected fuel can have a direct impact on the MPRR through its combustion chemistry,

or an indirect impact through its sensitivity to the engine operating conditions and stratification.
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Figure 1-4 Fuel effect on rate of pressure rise

1.2 Literature Review

A fuel chemistry model and engine simulation model are required to analytically assess the impact
of fuel of the MPRR in CAl engines. It is therefore worthwhile to examine the past literature to help

select the appropriate models for the purpose of this research.

1.2.1 Fuel Chemistry Models

Fuels are typically described by a detailed reaction mechanism outlining all of the possible reaction
pathways the fuel molecule can pass through during oxidation. Reaction mechanisms for fuels such as
iso-octane [7], n-heptane [8], ethanol [9], and toluene [10] have been published. These mechanisms
typically consist of thousands of species and would therefore be too computationally demanding to be
used in a fuel optimization study. Also, the fuel would have to be described only by fractions of the
known fuels, rather than actual fuel characteristics (such as the ignition delay curve).

There have been attempts to reduce the size of the detailed reaction mechanisms to include only

the predominant reactions. For example, Tanaka [11] produced a combined iso-octane and n-heptane
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reaction mechanism with only 32 species. However, this would still be computationally expensive for
optimization studies.

A detailed summary of the different reduced kinetic models that have been developed to decrease
the computational cost of simulating combustion systems has been prepared by Griffiths [12]. One
model that is described in [12] is referred to as the Shell Model [13, 14), which is considered to be a
generalized mechanism. This model represents the minimum number of reactions that are required to
describe the two-stage degenerately branched reaction mechanism seen in most fuels. This is
accomplished by grouping the species into three groups - radicals, branching agents, and intermediate
species — along with the fuel and oxygen molecules. The parameters (26 in total) for each of the

reactions can be set based on a desired ignition delay curve.

1.2.2 CAIl Engine Simulation Models

A number of models ranging in complexity have been developed to simulate the thermodynamics of
CAl engine operation. Wang [15] provides a good summary of the different modeling techniques that
can be used, along with their advantages, disadvantages, and approximate computational cost.

The most computationally intensive models involve Computational Fluid Dynamics (CFD) coupled
with a detailed chemistry model [16, 17]. Wang [16] incorporated a spray and turbulence dispersion
model into a 3D CFD simulation coupled with a detailed chemical mechanism. He found that a stratified
charge, which improves the high load limit, can be obtained using a second fuel injection. Kong [17]
coupled CHEMKIN detailed chemistry into KIVA-3V to simulate CAI combustion. Fuel spray dynamics
and flow turbulence were also included.

To reduce the computational cost, CFD can be coupled with a simplified combustion model, as
opposed to using detailed chemistry. This approach was adopted by Li [18]. The Ricardo Two-Zone
Flamelet (RTZF) combustion model was developed in [18] as a substitute to using detailed chemistry.

The approach involves combining a one equation ignition delay probability integral with a flamelet
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combustion model using a two-zone gas representation. The gas is divided into burned and unburned
zones, while the unburned zone is further subdivided into mixed and segregated regions. Through fluid
motion and diffusion, the fuel and air are transformed from the segregated zone to the mixed zone,
then finally to the burned zone. One interesting feature of this model is its ability to model turbulence
controlled combustion as opposed to only chemical kinetics controlled combustion. it was found that
turbulence controlled combustion becomes more important during the later stages of combustion [18].

The next level of simplification involves using CFD and detailed chemistry sequentially. This
approach was used by Aceves [19, 20]. The first stage of the simulation involves using the CFD code
KIVA, without any chemical reactions, to obtain the temperature distributions in the cylinder up to 20
degrees after TDC. Then, the cylinder is divided into ten zones by grouping different temperature
ranges. The zones are created such that the hottest zones contain the most mass. The temperature
history of each zone is then inserted as a boundary condition into CHEMKIN to solve the detailed
chemical kinetics. The CHEMKIN simulation follows the KIVA temperature history for each zone until 5%
of the total heat release occurs. Work transfer is incorporated between the zones, but no heat transfer
or mass transfer is added.

The above models have demonstrated good accuracy when compared to experimental results;
however they would be difficult to use when conducting a detailed fuel optimization study. A number of
models have been developed that do not incorporate CFD, and would therefore be less computationally
intensive. One model that is frequently used is a multi-zone detailed chemistry model [21]. To allow for
stratification, the cylinder is divided into multiple zones. The zones can interact through work, heat, and
mass transfer, depending on how each individual zone is defined. Detailed chemistry is then solved in

each zone, and is coupled with the thermodynamic model describing the zone interactions.
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The simplest CAl engine simulation models involve single zone combustion with detailed chemistry
[15]. These models have been used to predict the start of ignition. However, since charge stratification

cannot be incorporated, these models have limited use when predicting the MPRR.

1.3 Research Approach and Objectives

Previously published literature has established a number of different techniques of modeling the
fuel chemistry and CAl engine simulations. This report will combine both the fuel and engine modeling
to develop general guidelines for the optimum fuel characteristics that are desired to extend the high
load limit of CAl engines.

A method of defining and distinguishing the fuel characteristics is needed so that the optimum fuel
can be described. An attribute that would quantify the impact of the selected fuel on the effects shown
in Figure 1-4 is the fuel’s ignition delay curve, T(T,M) under constant volume conditions, as a function of
the initial temperature (T) and molar concentration (M). In the analytical assessment presented in this
report, the different fuels are distinguished only through the shape of their ignition delay curve, t(T,M).
Therefore, a parametric model of the fuel chemistry is needed so that different functional dependences
of 7(T,M) may be produced by adjustment of the model parameters. Then, various artificial fuel ignition
characteristics can be created and tested in an engine simulation under different operating conditions
and stratification strategies.

The specific objectives of this analytical assessment are:

1. To develop a parametric model of the fuel chemistry that is capable of describing different
functional dependencies of t(T,M).
2. To adjust the fuel chemistry model parameters to create a number of artificial test fuels

with pre-defined ignition delay curves.
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3. Insert the artificial fuels into an engine simulation to determine the ideal shape of the

ignition delay curve to reduce the MPRR.

1.4 Report Outline

The following chapter of this report will provide an outline of the fuel and engine models that have
been developed for the purpose of this analytical assessment. The artificial fuels created with the
parameterized fuel chemistry model will then be presented in Chapter 3 and Chapter 4. The MPRR
obtained from the engine simulations corresponding to the different artificial fuels will then be
examined in Chapter 5 to determine the optimum fuel ignition delay curve. Chapter 6 will then provide

a summary of the main conclusions.
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Chapter 2. Models used to study ignition delay characteristics

2.1 Fuel Chemistry Model: Modified Shell Model

2.1.1 Description of Modified Shell Model

A parameterized pseudo-chemical model is used to produce different shapes of the fuel ignition
delay versus temperature curve. The model must encompass the low and high temperature reactions in
real fuels, along with the NTC region that connects these reaction regimes. It is also important that the
total number of parameters in the model is minimized so that these parameters can be more readily
selected to match the pre-defined ignition delay curve. Finally, the reaction pathway that leads to
ignition should be similar to the real fuel reaction scheme, which is a degenerately branched chain
mechanism.

To meet the above requirements, the Shell Model [13] described in Appendix A was chosen. In
order to simulate the amount of heat release for the individual reaction steps, the following
modification was used. The existing Shell Model assumes a ratio of CO/CO; in the final combustion
products, and determines the heat of reaction based on this assumption. The heat release in the
intermediate generic reactions is not modeled. If the fuel burns to completion, there cannot be any CO
in the combustion products. However, if the ratio above is simply set to zero, there would be too much
heat release during the low temperature reactions, where little CO, is expected in the products.
Therefore, to resolve this problem, the following scheme is used. The shell model assumes that the rate
of fuel consumption is 1/m the chain propagation rate (where 2m is the number of hydrogen atoms in
the fuel). The carbon of this consumed fuel is assumed to be converted first to CO. Then an additional
CO to CO, reaction is added to the mechanism, with fixed kinetic rate parameters based on existing

validated chemical models.
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2.1.2 Choice of parameters and fit to the prescribed t(T,M)

As described in [13], the Shell Model has 26 parameters that can be adjusted to match a pre-
determined ignition delay curve. However, not all of the parameters need to be adjusted, as the effects
can be replicated with other parameters. Using the terminology in [13] and in Appendix A, Apy, Apz, and
Ap3 were left constant, while Ep, Ep; and Eps were adjusted based on the temperature at which the
desired NTC region ends, and E, was left as zero. This leaves seven pre-exponential factors and six
activation energies that need to be determined. The remaining six parameters (x4, X3, Xs, Y1, Y3, Y4) are
used to match the desired dependence of fuel, oxygen, and total concentration on ignition delay. Any
change in the x; and y; parameters is matched with a corresponding change in the appropriate pre-
exponential factor, such that the temperature dependence of ignition delay is not affected.

The parameter fitting model created is capable of matching a prescribed data set of ignition delay
time (both first and second stage) versus temperature and concentration in four steps. The first three
steps match the ignition delay time versus temperature at a given fuel and oxygen concentration. The
last step then adjusts the x; and y; parameters to match the desired fuel and oxygen concentration
dependence. The key model equations are presented in Appendix B. The method the program uses to
define the first and second stage ignition delay times is presented in Appendix C.

The first step of the program involves modifying only the seven pre-exponential factors from their
default values to move closer to the desired ignition delay time versus temperature curve (at a given
concentration). The six activation energies at this stage are scaled from the default values based on the
temperature at which the desired NTC region ends. The pre-exponential factors are selected based on a
set of seven algebraic equations that were developed to approximate the first stage and second stage
ignition delay times (4 equations), the NTC temperature (1 equation), and equilibrium radical

concentration scale factors (2 equations). After solving the set of seven equations to determine the pre-
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exponential factors, the ignition delay curve resembles the prescribed data set at the low and high
temperatures, but not in the NTC region.

The second step of the fitting program involves modifying the six activation energies to better match
the prescribed dataset. The pre-exponential factors are calculated by the set of algebraic equations
described above every time the activation energies are changed. The optimal activation energies are
determined using the Steepest Descent Method.

The third step of the program proceeds through individual incremental changes in the seven pre-
exponential factors and six activation energies. This provides a better match of the target ignition delay
time versus temperature curve.

The final stage of the fitting program adjusts the x; and y; parameters to provide the appropriate
ignition delay time versus concentration dependence. This step uses the data points of the prescribed

7(T,M) at a constant temperature, and different fuel, oxygen, and total concentrations.

2.2 CAI Engine Simulation Model: Multi-Zone Engine Model

After the fuel ignition properties are determined, the last piece required is the engine simulation
thermodynamic model. Since one of the goals of this analytical study is to determine the impact of fuel
on the effect that temperature/charge stratification has on the MPRR, a multi-zone model is required.
For this preliminary analytical assessment, only the work transfer between the combustion zones is
considered; there is no heat or mass transfer. This model is described in [21]. The zones are divided
such that each zone initially occupies the same volume. The engine model equations associated with

the Shell Model are presented in Appendix D.
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Chapter 3. Model Representation for Iso-Octane and n-Heptane

3.1 Iso-Octane Representation

To develop a baseline fuel model, the parameter fitting procedure was used to find the appropriate
Shell Model parameters that would match the t(T,M) produced by the LLNL mechanism for iso-octane.
These fuel parameters can then be altered to develop a range of “iso-octane based artificial fuels”.

Following the four-step process outlined in section 2.1.2, the resulting Shell Model representation of

the LLNL iso-octane mechanism is shown in Figure 3-1 and Figure 3-2.
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Figure 3-1 Iso-octane representation of (a) total and (b) first-stage ignition delay versus temperature [MO = 3.2E-4
mol/em®, ¢ = 0.5]
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The Shell Model representation of the LLNL iso-octane model was then placed in a single zone
engine combustion model, and compared to the output from the LLNL mechanism. This comparison
was completed to ensure that the appropriate data set range was used in determining the Shell Model

parameters. This comparison is given for two different engine operating conditions, and is shown in

Figure 3-3.
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Figure 3-3 Shell Model iso-octane representation in single zone engine combustion model: (a) TO = 420 K, M0 = 3.4E-5
mol/cm?®, ¢ = 0.5, CR = 16 (b) TO = 420 K, MO = 3.4E-5 mol/cm’, ¢ = 0.3, CR = 16

3.2 n-Heptane Representation

The Shell Model parameters that would match the t(T,M) relationship produced by the LLNL
mechanism for n-heptane were also obtained. Unlike iso-octane, n-heptane produces low first stage
ignition delay times, which results in a noticeable two stage ignition profile during engine combustion.
This may lead to additional conclusions regarding the impact of fuel on the high load limit, because a
fraction of the energy can potentially be released outside of the main ignition. Therefore, it was decided
to include n-heptane as a second baseline fuel. The comparison between the Shell Model

representation of n-heptane and the LLNL mechanism is given in Figure 3-4 to Figure 3-6.
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Chapter 4. Representation of Artificial Fuels

4.1 Description of Artificial Fuels

As stated previously, the fuels in this analytical assessment are represented by the constant volume
ignition delay curve 1(T,M). As shown in Figure 4-1, the ignition delay curve can be created by defining
the following six main parameters: the temperature (T,) and ignition delay time (D) of point ‘A’, the
logarithmic slopes n, and n; in the low and high temperature regimes, and the size of the NTC region
defined by xyrc and ynre. Note that the impact of concentration on the ignition delay time is not
included in this study, and will remain constant by leaving the Shell Model parameters x; and vy;
unchanged from the baseline fuel. Also note that the ratio of first stage to total ignition delay can

impact the rate of pressure rise, but the effect will not be studied.

N

- -Ignltion Delay Time [s]

1.E-04 : " 7 )
600 700 800 300 1000 1100

Temperature [K]

Figure 4-1 Ignition delay curve parameterization

4.2 Single Reaction Fuels

It is instructive to analyze a fuel whose ignition behavior is described by a simple Arrhenius reaction
to obtain some general ideas on the impact of fuel on the MPRR. This was accomplished by setting all of
the pre-exponential factors in the Shell Model to zero, except for the initiation reaction. The pre-

exponential factor and activation energy for the initiation reaction in the baseline case were selected to
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match the high temperature region in the iso-octane model. Then the pre-exponential factor was
modified to change the magnitude of the ignition delay time while leaving the temperature dependence
unchanged (Figure 4-2 (a)): the baseline pre-exponential factor (A) was multiplied by a scale factor (SF),
as shown in equation [4.1]. Scale factors of 0.1 and 10 are shown in the Figure.
Angw = (SF)x(Apask) (4.1]

To change the slope of the ignition delay curve (Figure 4-2 (b)), the curve was pivoted around a
selected temperature (Tpvor) by changing both the pre-exponential scale factor (A) and activation energy
(E). The Arrhenius parameters were determined with equations [4.1) and [4.2] for a given scale factor
(SF).

Enew = Epasg + (R)x(Tpryor)x[log(SF)] (4.2]
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Figure 4-2 Ignition delay curves for single reaction (initiation reaction) fuels: (a) scale pre-exponential factor (b) change

slope, and pivot around 900 K

4.3 Iso-Octane-Based Fuels

A number of artificial fuels based on modifications to the iso-octane ignition behavior were created
to study the effects of the ignition delay parameters outlined in Figure 4-1. In most of the cases, the
parameters for the artificial fuels were obtained from the parameter fitting program (outlined in section
2.1.2). The notable exception to this is the change in n;, which can be accomplished by scaling the
degenerate branching pre-exponential factor (Ag). The artificial fuels are presented in Figure 4-3.
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It should be noted that the xyrc parameter variation (see Figure 4-1) is not included in this study

because of difficulties in achieving the desired modifications with the existing chemistry model. It is

expected that the effects will be similar to the case when the yyic parameter is varied.

In addition to changing the local ignition delay parameters outlined in Figure 4-1 to create the

artificial fuels described above, it is instructive to look at the effect of changing two important global
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parameters: the low and high temperature pre-exponential factors for branching agent formation, An

and Ap,. The ignition delay curves representing these changes are presented in Figure 4-4.
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4.4 n-Heptane-Based Fuels

The same parametric variations outlined above

results are shown in Figure 4-5 and Figure 4-6.
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Chapter 5. Fuel effects on High Load Limit

5.1 Analysis Procedure

The artificial fuels described in the previous section can now be inserted into an engine simulation
to evaluate their impact on the MPRR. As illustrated in Figure 1-4, the fuel can have a direct impact
through the chemistry of the heat release process or an indirect impact through its sensitivity to the
temperature/charge stratification. Both the direct and indirect impacts of the fuel must be considered
in the analysis.

To determine how the fuel affects the impact of the engine operating conditions on the MPRR, an
engine with a compression ratio of 12, 16, and 20 was used. The initial charge temperature was
modified for each test to ensure that the 50% heat release point occurred at Top Dead Center (TDC).
The fuel equivalence ratio and initial total concentration were fixed to 0.5 and 3.4x10” mol/cm?,
respectively. It should be noted that since the concentration parameters (x; and y;) in the Shell Model
were not modified from the baseline case, it is expected that the different artificial fuels will not
significantly impact the dependence of the MPRR on the engine operating condition. The engine size

and operating parameters used for the simulations are given in Table 5-1.

Table 5-1 Engine operating parameters

Bore [cm] 8
Stroke [cm] 9
Connecting Rod [cm] 17
Engine Speed [rpm] 1000
Intake Valve Close [degrees] 138 before TDC
Exhaust Valve Open [degrees] 126 after TDC
Compression Ratio 12,16,20
Inlet Temperature AdjusFed for
combustion at TDC
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To analyze how the fuel affects the impact of temperature stratification on the MPRR, the study has
been completed using a uniform temperature distribution and an artificial parabolic temperature
distribution. The difference in the maximum and minimum temperature in the artificial distribution is
50 degrees. It should be noted that the effects of equivalence ratio stratification has not been studied in
this assessment.

For some select cases, the MPRR was also obtained for a constant volume batch reactor. The fuel
equivalence ratio and initial total concentration in the constant volume analyses were fixed to 0.5 and
3.2x10™ mol/cm?, respectively. Additional analyses have also been added in some cases to explain the
results. These analyses will be described when they are used. Finally the simulations using a
temperature distribution were run predominantly with ten zones. Due to the difficulties in determining
the MPRR (as outlined in the next section), the use of more zones will lead to more accurate solutions.
An initial validation study has concluded that, for most cases, the use of ten zones leads to an error of

about 20% in the MPRR, when compared to simulations with many more zones (up to 50 were tested).

5.2 Determination of the Maximum Pressure Rise Rate

When a uniform temperature, one zone combustion model is used, determining the MPRR is a
straightforward task. However, when multiple zones are used, it becomes somewhat difficult to
estimate the MPRR. An average pressure rise rate over a pre-defined portion of the combustion event
can be easily determined, but this output would depend too heavily on the portion of the combustion
event that is selected. Also, the maximum, not average, pressure rise rate is what dictates the high load
limit of CAl engines.

The difficulty in determining the MPRR can be seen by examining Figure 5-1, which provides
pressure versus crank angle curves for two different fuels. The squares represent the 50% heat release

point for each of the ten zones, where each step represents one zone undergoing combustion. At this
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point, it is easy to see that using more zones will increase the number of steps, and reduce the
interpolation required. From curve (a), it can be argued that a simple curve fit between the 50% heat
release points would yield an accurate maximum pressure rise. However, as illustrated in curve (b), a
curve fit using all of the 50% heat release points can become challenging for some cases. Therefore, it
was decided that a linear interpolation between the 50% heat release points would provide the most

straightforward representation of the maximum pressure rise rate.
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Figure 5-1 Sample pressure versus crank angle curves during combustion event
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5.3 Ignition Temperatures

When attempting to explain the dependence of the fuel on the MPRR, it is important to know the
temperature of the charge before ignition. This would provide the region of the ignition delay curve
that should be focused on. The most direct method of obtaining this temperature is by determining the
temperature at top dead center for a motored engine. Recall that the initial temperature of the charge
is selected to ensure that the 50% heat release point is at TDC. The relationship between initial

temperature, compression ratio, and maximum motored temperature is given in Figure 5-2.
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Figure 5-2 Maximum motored temperature versus initial temperature and compression ratio

The maximum motored temperature for the engine simulations will be provided along with the
MPRR throughout this report. The initial temperatures used for the engine simulations are provided in

Appendix E.

5.4 Single Reaction Fuels

5.4.1 Sensitivity to Pre-Exponential Factor

As a baseline example, the single reaction artificial fuels outlined in Figure 4-2 (a) will be analyzed.
The ignition delay values as a function of temperature are shifted vertically by scaling the baseline pre-
exponential factor. The results from the simulations are given in Figure 5-3. The scale factor used in the
figure has been defined in equation [4.1]. The maximum motored temperatures for the engine

simulations are presented in Figure 5-4. These were obtained using Figure 5-2.
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Figure 5-4 Maximum motored temperatures for single reaction fuels, effect of position: (a) uniform temperature
distribution (b) quadratic temperature distribution

It can be seen that as the scale factor increases, and the ignition delay curve is shifted down, the
MPRR increases for both single zone models (Figure 5-3 (a) and (c)). This is simply due to the fact that
the rate of heat release governed by chemical kinetics increases at the location of MPRR when the pre-
exponential factor increases. This effect falls into the combustion chemistry column in Figure 1-4. Note
that for the single reaction fuels, the rate of heat release is proportional to Aygw (no other parameters

are changed), so it is expected that as the scale factor increases, the rate of heat release at all

temperatures will increase.
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The increase in rate of pressure rise in the constant volume multi-zone model (Figure 5-3 (b)) is due
to a reduction in the slope of the ignition delay curve as the scale factor increases. Note that though the
slope appears to be the same in Figure 4-2 (a), this can be deceptive due to the fact that the logarithm
of the ignition delay is plotted. The magnitude of the slope of the curves given in Figure 4-2 (a) is
presented in Figure 5-5. It can be seen that the slope decreases as the scale factor increases. Therefore,
it can be concluded that a reduction in the slope of the ignition delay curve increases the rate of
pressure rise for constant volume combustion when temperature stratification is present. This result is
somewhat obvious, considering that, when a temperature distribution is present, a smaller slope in the
ignition delay curve would lead to a smaller difference in the combustion times of the different zones,

and therefore a higher MPRR.
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Figure 5-5 Slope of ignition delay versus temperature for ignition delay curves given in Figure 4-2 (a)

Finally, the variable volume, multi-zone results (Figure 5-3 (d)) show that there is little difference in
the MPRR when the different fuels are used in an engine simulation. This result may seem surprising,
considering that Figure 5-5 shows that the slope in the ignition delay curves do change for the different
fuels. However, the comparison between the fuels cannot be done at the same temperature, because
the initial temperatures, and consequently the ignition temperatures (given in Figure 5-4), for each
simulation are not the same. By comparing the slope of the ignition delay curve for each fuel at the

ignition temperature presented in Figure 5-4 (b), it can be seen that the slope is close to constant. This
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then explains why the different fuels tested in the engine simulation had similar maximum pressure rise

rates.

5.4.2 Sensitivity to Slope of Ignition Delay versus Temperature

The next variable that can be changed in the single reaction fuel model is the slope, as shown in

Figure 4-2 (b). The results from the simulations that used these artificial fuels are shown in Figure 5-6.

Note that the scale factor used in Figure 5-6 has been defined in equations [4.1] and [4.2]. Figure 5-7

gives the maximum motored temperatures for the engine simulations to help locate region of the

ignition delay curve that should be focused on.
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It can be seen that the impact of fuel on the single zone constant volume and variable volume
simulations (Figure 5-6 (a) and (c)) is similar to the previous case. The kinetic rate equation parameters
at the temperature where the MPRR occurs dictate these results. For the single reaction fuels, the rate
of heat release is proportional to the product of Ayew and exp(-Enew/RT). When equations [4.1] and [4.2]
are used, it can be determined that the rate of heat release is proportional to SF*™°" Therefore, as
long as the temperature at the location of maximum pressure rise rate is larger than the pivot
temperature, the maximum heat release rate will increase as the scale factor increases. This has been
demonstrated in Figure 5-6 (a) and (c).

With regards to the constant volume simulation, it is instructive to look at the magnitude of the
slope of the ignition delay versus temperature curve, given in Figure 5-8. It can be seen that for the case
where the maximum temperature is 1000 K, the slope of the ignition delay curve decreases as the scale
factor increases, at the temperature of concern. The increase in the rate of pressure rise is then
expected, as was described in the previous section. However, for the case where the maximum initial
temperature is 800 K, the slope of the ignition delay curve increases as the scale factor increases; yet,
the MPRR still increases as the scale factor increases. Therefore, there is clearly another effect present

that must be considered in the discussion.
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Figure 5-8 Slope of ignition delay versus temperature for ignition delay curves given in Figure 4-2 (b)

It was stated previously that the effect of the temperature distribution is to introduce a delay
between zone combustion events, which would reduce the MPRR. Then naturally, it would be expected
that if the slope of the ignition delay curve increases, the delay between combustion events would
increase, so the MPRR should decrease. However, countering this effect is the energy transfer between
the zones due to work interaction. This energy transfer would act to reduce the delay between the zone
combustion events.

The impact of the work interaction on the MPRR depends on the fuel in two respects. First, the
impact is larger for fuels with larger ignition delay slopes, since the additional energy and subsequent
increase in temperature would have a larger impact in accelerating the combustion process. Second,
the impact of the work interactions would be less for fuels that have lower heat release rates in each
zone due to the kinetic rate parameters. If the rate of heat release in each zone is less, the combustion
events between the zones become intertwined, where ignition in one zone occurs before combustion in
the previous zone is completed. This would then act to reduce the ability of the work interactions to
accelerate ignition in the subsequent zones. Both of these effects can then explain why it is possible to
get an increase in the MPRR with an increase in the slope of the ignition delay curve.

The impact of the work interactions has been demonstrated in Figure 5-9 by removing the work

interactions that were present in the previous simulation (Figure 5-6 (b)). It can be seen that the rate of
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pressure rise now decreases as the scale factor increases for the case with a maximum initial
temperature of 800 K. Therefore, the work interactions are clearly responsible for the increase in the

rate of pressure rise shown in the original simulation.
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Figure 5-9 MPRR for single reaction fuel, effect of slope with pivot at 900 K, constant volume, quadratic temperature
distribution with constant heat release rate after combustion initiation and work transfer between zones not
included

To further illustrate the affect of work transfer interactions between the zones in the constant
volume, multi-zone model results, the zone temperature evolution for the two fuels at the extremes of
the analysis is given in Figure 5-10. It is demonstrated that the time between combustion events
decreases much more drastically for the case with the scale factor equal to 10°. If no work interactions
are present, the time between zone combustion events should increase for the later zones, since a
parabolic temperature distribution is used. Figure 5-10 (a) shows that for the lower scale factors, the
heat release rate in each zone is much lower. This effect, combined with the smaller ignition delay slope
when the initial temperature is 800 K, contribute to the increase in the impact of the work interactions

as the scale factor increases.
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Figure 5-10  Zone temperatures in the constant volume, multi-zone simulation for T0=800K: (a) SF=10° (b) SF=10°

Moving to the variable volume, multi-zone case (Figure 5-6 (d)), it can be seen that there is a large
increase in the rate of pressure rise as the scale factor increases. This result is somewhat difficult to
describe without further analysis. Figure 5-11 provides a sequential build-up to the results shown in
Figure 5-6 (d). To eliminate the fuel chemistry related effects, a constant heat release rate was
implemented for both Figure 5-11 (a) and (b) after combustion is initiated (identified as the point of 40%
total heat release for the individual zone). Also, the energy transfer through work transfer was
eliminated in Figure 5-11 (a).

By following the sequence of curves, it can be concluded that for the lower scale factors, the rate of
pressure rise is reduced due to fuel combustion chemistry, particularly the low heat release rate within
each zone. As the scale factor increases, the fuel chemistry effects no longer dictate the rate of total
heat release, since the limiting factor becomes the time between zone combustion events. It is
apparent from Figure 5-11 (b) that for the large scale factors, the work transfer has a more predominant
effect on increasing the rate of pressure rise. The reason for this is similar to the constant volume
simulation discussed above.

Before moving on, it is instructive to look more closely at Figure 5-11 (a), which has a constant heat
release rate, thereby eliminating the fuel chemistry effects. Also, the energy transfer due to work

interactions between the zones has been eliminated. Therefore, the rate of pressure rise is dictated
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only by the delay in ignition between the zones due to the temperature distribution. Based on the initial
temperatures, the maximum motored temperatures increase from 980 K to 1120 K as the scale factor
decreases (Figure 5-7). The slope of the ignition delay curve at the corresponding motored
temperatures slightly increases as the scale factor increases. Therefore it would be expected that as the
scale factor increases, the rate of pressure rise should decrease, since no fuel chemistry or work

interaction effects are present. This trend is indeed illustrated in Figure 5-11 (a).
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Figure 5-11 MPRR for single reaction fuel, effect of slope with pivot at 900 K, variable volume, quadratic temperature
distribution with constant heat release rate after combustion initiation: (a) work transfer between zones not
included (b) work transfer included

5.4.3 Single Reaction Fuels Summary

The discussion on single reaction fuels presented a number of general conclusions on potential
impacts the shape of the ignition delay curve can have on the rate of pressure rise. Most importantly, it
has been demonstrated that fuel ignition properties can have an impact on the MPRR, and there is
therefore an opportunity to extend the high load limit by proper fuel selection.

The single reaction fuels lacked the complexity of real fuels, which made the analysis relatively
simple. In particular, the ignition delay versus temperature slope in the single reaction fuels followed a
simple downward trend. The trend will be much more complicated for real fuels, largely due to the NTC
region. The combustion event for the single reaction fuels was also localized near the ignition
temperature. Depending on the location of the ignition temperature on the ignition delay curve, real
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fuels can potentially exhibit a two stage combustion process, where a considerable amount of the fuel
energy is released outside of the main combustion event. These complications will be presented in the
remainder of this chapter by examining the iso-octane and n-heptane based fuels.

Before introducing the above complications to the analysis, it is useful to summarize the conclusions

that have been presented thus far:

e When no temperature distribution is present, the kinetic rate parameters can have a large affect
on the MPRR by increasing the rate of heat release at the temperature of interest. This effect
would fall in the “combustion chemistry” column in Figure 1-4. For the simple reaction fuels,
the rate of heat release can be easily correlated to the kinetic rate parameters and temperature.
Therefore, the effect of changing the kinetic rate parameters can be easily determined.

e When a temperature distribution is present, the absolute slope of the ignition delay versus
temperature curve is important. Unfortunately, the relationship between the absolute slope of
the ignition delay curve and the rate of pressure rise is not straightforward. Having a larger
slope can lead to a larger delay between zone combustion events, and consequently reduce the
pressure rise rate. However, having a large slope can also increase the impact of the work
interactions between the zones, which acts to increase the pressure rise rate.

e The impact of work interactions between the zones can be reduced when the heat release rate
in each zone is reduced. This occurs because the zone combustion events become intertwined,
so the work energy transfer has less impact on determining the time of ignition for subsequent
zones.

e When comparing the slope of the ignition delay curves for different fuels, it is important to
make the comparison at the temperature where the ignition occurs, which has been

approximated by using the maximum motored temperature.
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5.5 Comparison of Iso-Octane and n-Heptane

With a number of general conclusions in hand, the MPRR can now be evaluated for more
complicated fuels. Before proceeding with an evaluation of each of the ignition delay curve parameters
described in Figure 4-1, it is useful to compare the two baseline fuels that have been selected: iso-
octane and n-heptane.

A general summary of the results obtained with both baseline fuels is given in Figure 5-12. It can be
seen that the MPRR is generally lower for n-heptane when a uniform temperature distribution is used.
However, the addition of a temperature distribution is more beneficial when iso-octane is used. The
maximum motored temperatures are also plotted. The first stage ignition delay times for n-heptane are

much lower, which leads to a lower initial temperature and consequently a lower maximum motored

temperature.
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Figure 512 MPRR and maximum motored temperature for iso-octane and n-heptane: (a) uniform temperature
distribution (b) quadratic temperature distribution

At this point, some general comments can be made regarding both the single zone and multi-zone
results. Starting with the single zone results, it has previously been illustrated that the MPRR is
governed by the rate of heat release at the temperature where the MPRR occurs. To find the relative
rate of heat release, the kinetic parameters in the single reaction fuels were compared. However, with

more complicated mechanisms, this approach becomes difficult.
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The MPRR occurs at 1700 K for iso-octane, and 1600 K for n-heptane, for all of the simulations. This

can be used to explain the lower heat release rate for n-heptane. However, this temperature difference

is present for all three compression ratios, yet the difference is much greater for the lower compression

ratios. Therefore, another affect is present.

Figure 5-13 presents the pressure traces for the uniform temperature simulations. It can be seen

that n-heptane exhibits a two stage ignition, which is more predominant at the lower compression

ratios. Two-stage ignition is present for n-heptane because the ignition temperature falls in the NTC

region. The two-stage ignition would act to lower the radical concentration at the location of maximum

pressure rise, and therefore the heat release rate would also be lowered. This then explains the lower

maximum rates of pressure rise obtained with n-heptane compared to iso-octane, for the single zone

models.
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With regards to the multi-zone models, Figure 5-12 shows that the temperature distribution was

more beneficial when iso-octane was used. The reason for this can be obtained from the pressure

traces output by the simulations (Figure 5-14). Each step in the pressure trace corresponds to one zone

igniting. It can be seen that the time between zone ignitions for iso-octane is much more uniform than

when n-heptane is used. This is because n-heptane ignites in the NTC region, where the ignition

delay/temperature dependence becomes flat, or negative (the ignition delay increases as the

temperature increases). Then the different zones would not ignite sequentially, and some zones would

ignite together, thereby negating the benefits of the temperature distribution.

80 120
70 M
T J' ‘\ 100
&0 M
H 5 H 80—
8 PR =
! 2 &0 —
2 = |s0-Octane é e —l50-Octane
‘;_.- - . ==n-Heptane E po— ==—=n-Heptane [
-10 -5 o 5 10 -10 -5 0 5 10
Crank Angles [deg] Crank Angles [deg]
(a) (b)
100 .fr’ m
- 2t N
) g6 i
e 4
2 & =—lso-Octane |
E _—ﬁ_ﬁz ——n-Heptane |
P i .
b & T ]
-10 -5 0 5 10
Crank Angles [deg]
(c)
Figure 5-14  Pressure curves for iso-octane and n-heptane: (a),(b),(c) quadratic temperature distribution, CR=12,16,20,

respectively

To further illustrate the above point, the zone temperatures for one of the simulations are

presented in Figure 5-15. When iso-octane is used, the zones ignite in sequence, with a somewhat
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uniform spacing (the spacing is determined by the temperature profile and work interactions).
However, when n-heptane is used, the zones ignite in a random pattern, and out of sequence. The
zones can ignite out of sequence because the molar concentration in each zone is not the same, and the
NTC region can present situations where a higher temperature takes more time to ignite. The random
pattern of ignitions consequently leads to the possibility of multiple zones igniting simultaneously, which

would reduce or eliminate the benefits of having a temperature distribution.
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Figure 5-15  Zone temperatures for quadratic temperature distribution, CR=12: (a) iso-octane (b) n-heptane

5.6 Iso-Octane-Based Fuels

At this point, a number of general conclusions have been presented using simple fuels, and the
ignition characteristics of the baseline fuels have been compared. The impact of the different ignition
delay curve parameters presented in Figure 4-1 can now be studied. This section will present the iso-

octane based fuels, while the following section will present the n-heptane based fuels.
5.6.1 Sensitivity to Ta

The parameter T, represents the horizontal shift in the ignition delay curves; see Figure 4-3 (a). The
impact of changing T on the MPRR is shown in Figure 5-16. Since there is no shape/slope change in the
ignition delay curve, it is not expected that MPRR would change significantly. To obtain combustion at
top dead center, the initial temperature would have to be shifted appropriately, such that the ignition
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temperature is on the same portion of the curve (Figure 5-17). The small changes in the MPRR in Figure

5-16 are likely due to different specific heat values (due to a different temperature range) and errors in

approximating the maximum pressure rise. The change is more pronounced in the single zone model

because the curve is governed by the temperature where the maximum pressure rise occurs, which is

towards the end of the combustion process. Therefore, the impact of the specific heats would be larger.
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5.6.2 Sensitivity to Da

The parameter D, represents the vertical shift in the ignition delay curves; see Figure 4-3 (b). The

impact of changing D, on the MPRR is shown in Figure 5-18. When a uniform temperature distribution
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is used, the MPRR stays somewhat constant. When a temperature distribution is added, it can be seen
that there is a jump in the rate of pressure rise for the multi-zone case for the artificial fuel with a Da
scale factor of 0.5. In this case, the ignition temperature is around 950 K (Figure 5-19), which would
place ignition at the end of the NTC region. This is especially true for the simulation with a compression
ratio of 20. It was demonstrated previously that a larger pressure rate in the NTC region is obtained

because the slope is flat, which negates the effect of the temperature distribution.

1.3E+05 800

v A “CR- 2 . 00 & ®CR=12
S 1.1E+05 3 WMCR=16
2 BCR=16 g 600
o g ACR=20
a 9.0E+04 Y 4#CR=20 |~ a 500 -

= = Fy
g v i | 7Y A g = A
EX 7.0E+04 E>= 400 = B
=8 =R Y .

@ @ 2S *
s g S0E+04 L = ) s ¥
T ® ° Iz 200 —*
N 3.0E+04 N
E hd L4 TE' 100
‘o' 1.0E+04 T T T 1 3 0 Y
z 0.00 0.50 1.00 1.50 2.00 = 000 050 100 150  2.00

DA Scale Factor DA Scale Factor
(a) (b)

Figure 5-18 MPRR for iso-octane based fuel, impact of D,: (a) variable volume, uniform temperature distribution (b)

variable volume, quadratic temperature distribution

1100 1100
[} (]
g 1050 A g 1050 N A
g 1000 ] g 1000 8
o Q
L 900 WCR=16 — L 900 ®CR=12
gg 850 ACR=20 [— gz 850 BCR=16
Q Q J - S — — =
s 800 T 2 800 T4 A CR=20
£ 750 £ 750
3 3
. 700 . . x ! E 700 . . .
s 0.00 0.50 1.00 1.50 2.00 s 000 050 1.00 1.50 2.00

DA Scale Factor DA Scale Factor
(a) (b)
Figure 5-19 Maximum motored temperatures for iso-octane based fuel, impact of Da: (a) variable volume, uniform

temperature distribution (b) variable volume, quadratic temperature distribution

59




5.6.3 Sensitivity to n;

The parameter n; represents the low temperature logarithmic slope of the ignition delay curves; see
Figure 4-3 (c). It can be seen in Figure 5-20 that there is no change in the rate of pressure rise when n; is
modified. This is expected since the ignition temperature for the baseline fuel is approximately 1000 K

(Figure 5-21), which is far from the low temperature region.
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5.6.4 Sensitivity to n;

The parameter n, represents the high temperature logarithmic slope of the ignition delay curves;

see Figure 4-3 (d). The impact of changing n, on the rate of pressure rise is shown in Figure 5-22. It can
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be seen that with both a uniform and a non-uniform temperature distribution, the rate of pressure rise
increases as n;, increases. Starting with the uniform temperature distribution, the increase in the MPRR
as n, increases is due to a larger heat release rate at the temperature corresponding to the location of
the MPRR. This occurs because to obtain a larger slope, the high temperature kinetic rate parameters
must be selected to reduce the reaction time at the higher temperatures. When a temperature
distribution is added, the trend is more difficult to describe. At the ignition temperatures (Figure 5-23),
the absolute slope is larger when n; increases. Note that this is not obvious from the plots in Figure 4-3,
which show the logarithm of the ignition delay. It would be expected that the larger slope would lead to
a larger delay between zone ignition events, which would then reduce the MPRR. This is indeed the
case, when the work interactions are removed. However, as was shown previously, the impact of the
work interactions between the zones increases as the slope increases. Therefore, the reason for the
increase in the rate of pressure rise as n, increases can be attributed to the work interactions. Note that

the same trend was established in Figure 5-6 (d) with the single reaction fuels.
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5.6.5 Sensitivity to yntc

The parameter yyrc represents the vertical length of the NTC region; see Figure 4-3 (e). The impact
of changing ynrc on the MPRR is given in Figure 5-24. For the uniform temperature distribution
simulation, the rate of pressure rise increases as the vertical length increases. When a quadratic
temperature distribution is added, the difference between the fuels is not significant. The ignition
temperatures (Figure 5-25) for each fuel correspond to approximately the same location on each

respective curve, so the slope of the ignition delay versus temperature is approximately the same.
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5.6.6 Sensitivity to Low Temperature Branching Global Parameter

The Shell Model parameter A, was used to change the low temperature branching agent formation
rate; see Figure 4-4 (a). The dependence of the rate of pressure rise on Ay is given in Figure 5-26.
Examining the single-zone results, it can be seen that the rate of pressure rise decreases abruptly
around a scale factor of 2 to 2.5. This result illustrates the impact of the NTC region, and needs to be

examined carefully.
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The ignition temperatures for the engine simulations are given in Figure 5-27. It can be seen that
the ignition temperature suddenly drops also at a scale factor of 2 to 2.5. As Ay, increases, the first stage
ignition delay times decrease, and the NTC region moves down and to higher temperatures. As a result,
ignition moves from the linear high temperature region to the NTC region. This then reduces the radical
concentration at the point of maximum pressure rise, which results in a lower heat release rate. It is
important to note that this trend was first presented when comparing n-heptane to iso-octane in
section 5.5. It was shown that n-heptane had a lower maximum rate of pressure rise with a uniform
temperature distribution due to ignition in the NTC region.

It can be recalled that due to ignition in the NTC region, the benefit of adding a temperature
distribution was not as large for n-heptane, compared to iso-octane. This impact is again illustrated in
the current simulations (Figure 5-26 (b)), where there is a range of scale factors between 2.0 and 2.5
where the rate of pressure rise increases by an order of magnitude. As previously discussed, the
combustion temperature lies in the NTC region for these cases, where the slope is flat. Note that as the

scale factor increases past 2.5, ignition occurs before the NTC region, and the MPRR then decreases.
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5.6.7 Sensitivity to High Temperature Branching Global Parameter

The Shell Model parameter As, was used to change the high temperature branching agent formation

rate; see Figure 4-4 (b). The impact of changing Ay, on the MPRR is given in Figure 5-28. As the rate of

formation increases, the rate of pressure rise increases for the single zone simulation. This is due to the

higher rate of heat release at the high temperatures where the MPRR occurs. This is a direct result of

scaling the A, kinetic rate parameter, which governs the rate of reaction at high temperatures. When a

temperature distribution is added, there is little change in the rate of pressure rise as the high

temperature branching agent formation reaction is accelerated. The ignition temperature (Figure 5-29)

for each case falls on the same portion of the ignition delay curve.
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5.7 n-Heptane-Based Fuels

It has been demonstrated that ignition in the NTC region can have significant effects on the MPRR.

To further study this aspect, the impact of the different ignition delay parameters can now be examined

with the n-Heptane-based fuels. Recall that due to the lower first stage ignition delay time, n-heptane

based fuels will generally ignite near the NTC region.

5.7.1 Sensitivity to Ta

The parameter T, represents the horizontal shift in the ignition delay curves; see Figure 4-5 (a).

Figure 5-30 shows the impact of changing T, on the MPRR. To insure that ignition occurs at TDC, the

initial charge temperature is increased as T, is increased. Therefore, ignition will occur approximately in

the same portion of the ignition delay curve. This can be seen by examining the ignition temperatures in

Figure 5-31. For the iso-octane based fuels, this resulted in little change in MPRR as T, changed. This is

also apparent in the single zone simulation for the n-heptane based fuels, as shown in Figure 5-30 (a).

However, for the multi-zone simulations, since ignition occurs in the NTC region, a very small change in

the ignition point can lead to a large change in MPRR. This is most evident in the simulation with a

compression ratio of 12, because ignition occurs directly in the middle of the NTC region, which is the

flattest portion of the ignition delay curve.
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5.7.2 Sensitivity to Da

The parameter D, represents the vertical shift in the ignition delay curves; see Figure 4-5 (b). The
impact of changing Da is shown in Figure 5-32. Starting with the uniform temperature distribution, it can
be seen that at the lowest and highest scale factors, the pressure rise is the highest. This occurs because
for the scale factors of 0.1 and 10, combustion occurs outside of the NTC region. The combustion
temperature can be obtained from Figure 5-33. Therefore, as demonstrated in the comparison between
iso-octane and n-heptane, the two-stage ignition would lead to a lower radical concentration during the
main combustion, which would decrease the rate of heat release. With regards to the simulations with

a temperature distribution, it is much more difficult to notice a trend.
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5.7.3 Sensitivity to n,

temperature distribution (b) variable volume, quadratic temperature distribution

The parameter n; represents the low temperature logarithmic slope of the ignition delay curves; see

Figure 4-5 (c). The impact of changing n; on the MPRR is given in Figure 5-34. Unlike the iso-octane

based fuels, the n-heptane based fuels ignite in the low temperature and NTC regions, as seen in Figure

5-35; therefore the slope is expected to impact the rate of pressure rise. Starting with the uniform

temperature distribution simulations, it can be seen that increasing the slope slightly increases the rate

of pressure rise. The larger slope typically leads to combustion outside of the NTC region, which can

lead to a larger radical concentration and faster heat release rates. With regards to the simulations with

a parabolic temperature distribution, a significant drop in the rate of pressure rise is obtained as the

slope increases. This occurs because with the larger slope, ignition occurs slightly before the NTC region,

away from the flat region of the curve.
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Figure 5-35 Maximum motored temperature for n-heptane based fuel, impact of n;: (a) variable volume, uniform
temperature distribution (b) variable volume, quadratic temperature distribution
5.7.4 Sensitivity to n;

The parameter n, represents the high temperature logarithmic slope of the ignition delay curves;
see Figure 4-5 (d). The impact of changing n, on the MPRR is given in Figure 5-36. Since ignition occurs
in the low temperature and NTC region (based on Figure 5-37), there does not seem to be a large impact

when n, is changed.
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Figure 5-37 Maximum motored temperature for n-heptane based fuel, impact of n,: (a) variable volume, uniform
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5.7.5 Sensitivity to yntc

The parameter ynrc represents the vertical length of the NTC region; see Figure 4-5 (e). The impact
of changing ynrc on the MPRR is given in Figure 5-38. With a uniform temperature, the rate of pressure
rise increases slightly as the vertical length increases. This is due to the different path taken by the
radicals after ignition, which alters the radical concentration at the point of maximum pressure rise.
When a quadratic temperature distribution is introduced, the results do not follow a discernible trend.
The location of ignition does not change (see Figure 5-39), but the rate of heat release of individual

zones after ignition does change. Therefore, the interaction between the zones and the time delay
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between ignition events would be altered. Since ignition is occurring in the NTC region, where zone

combustion events do not occur in an ordered manner, it is not expected that any trend can be

developed.
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5.7.6 Sensitivity to Low Temperature Branching Global Parameter

The Shell Model parameter A;; was used to change the low temperature branching agent formation
rate; see Figure 4-6 (a). The dependence of the rate of pressure rise on Ay, is given in Figure 5-40. With
regards to the uniform temperature distribution simulations, there is a sudden increase in the rate of

pressure rise as A, decreases below a scale factor of 1. This occurs because the ignition point (obtained
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from Figure 5-41) shifts from the NTC region to the high temperature region, which increases the radical
concentration at the location of maximum pressure rise. Moving to the quadratic temperature

distribution simulations, there is a peak around a scale factor of 1, which corresponds to ignition near

the NTC region. Below this scale factor, ignition shifts to the low temperature region and above this

scale factor ignition shifts to the high temperature region.
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5.7.7 Sensitivity to High Temperature Branching Global Parameter

The Shell Model parameter A, was used to change the high temperature branching agent formation

rate; see Figure 4-6 (b). The impact of changing As, on the MPRR is given in Figure 5-42. For the uniform
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temperature simulations, the rate of pressure rise increases as Ay, increases, because Ay governs the
rate of heat release at the high temperatures. When a quadratic temperature distribution is added,
there is a peak in the maximum pressure rise around a scale factor of 1. Once again, this corresponds to

ignition in the NTC region, as shown in Figure 5-43.
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Chapter 6. Discussion and Summary

The objective of this report was to assess the impact of fuel on the rate of pressure rise in CAl
engines by artificially changing the fuel ignition behavior. The fuel has a direct dependence through its
combustion chemistry, particularly the kinetic parameters governing the high temperature heat release
rate. The fuel also has an indirect dependence through its sensitivity on the operating conditions and
charge stratification.

To study the impact of fuel on the rate of pressure rise, the fuel ignition delay curve was
parameterized, and the impact of each parameter was studied. This was accomplished by manipulating
the pseudo-kinetic parameters in the Shell Model, which is a well established model for predicting the
ignition behavior for practical fuels. An optimization program was developed to translate a pre-defined
ignition delay curve into parameter values for the fuel chemical model.

A summary of the dependence of the rate of pressure rise on the fuel parameters is given in
Appendix F. It should be noted that the trends presented in Appendix F are only applicable for the range
of the ignition delay parameter tested. Moving outside the tested range will likely introduce additional
variations. This is not of concern, since the focus of this report is to understand the cause of the trends;

not the actual trend. The main conclusions are presented in the following sections.

6.1 Minimizing MPRR in a Charge with a Uniform Temperature Distribution

e The kinetic rate parameters can have a large affect on the MPRR by increasing the rate of heat
release at the temperature corresponding to the location of the MPRR. This effect would fall in
the “combustion chemistry” column in Figure 1-4. For the simple reaction fuels, the rate of heat
release can be easily correlated to the kinetic rate parameters and temperature. Therefore, the

effect of changing the kinetic rate parameters can be easily determined.
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e When ignition occurs in the high temperature region, it is beneficial to have a lower slope, n;,
which would reduce the rate of heat release at the temperature corresponding to the MPRR
e When ignition occurs in the NTC region, the radical concentration later in the combustion

process is reduced, which reduces the maximum rate of pressure rise.

6.2 Minimizing MPRR in a Charge with a Quadratic Temperature Distribution

e When a temperature distribution is present, the absolute slope of the ignition delay versus
temperature curve is important. Unfortunately, the relationship between the absolute slope of
the ignition delay curve and the rate of pressure rise is not straightforward. Having a larger
slope can lead to a larger delay between zone combustion events, and consequently reduce the
pressure rise rate. However, having a large slope can also increase the impact of the work
interactions between the zones, which acts to increase the pressure rise rate.

e The impact of work interactions between the zones can be reduced by decreasing the heat
release rate in each zone. This occurs because the zone combustion events become
intertwined, so the work energy transfer has less impact on determining the time of ignition for
subsequent zones.

e  When comparing the slope of the ignition delay curves for different fuels, it is important to
make the comparison at the temperature where the ignition occurs, which has been
approximated by using the maximum motored temperature.

e When ignition occurs in the high temperature region, it is beneficial to have a lower slope n,.
This reduces the negative impact of the zone work interactions.

e Combustion in the NTC region should be avoided. In all cases, the near zero ignition delay slope

of the NTC region negates the benefits of having a temperature distribution.
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Appendix A

Shell Ignition Model:

The reaction mechanism for the modified Shell Model is given in Table A-1. Reaction number R9

was added to the mechanism published in [13] to produce the significant heat release due to CO

oxidation.

Table A-1 Modified Shell Model

RH + 0, 'i‘{ 2R Initiation [R1]

R ’-c-’; R Propagation cycle (R2]

R Eﬁ’) R+ B Propagation forming B [R3]
R+ Q Eﬁ R+B Propagation forming B [R4]
R filg out Linear termination [R5]

R fi’fg R+Q Propagation forming Q [R6]

2R Et) out Quadratic termination [R7]

B ,3 2R Degenerate branching [R8]
CO+R ’ic—o> CO, +R CO to CO, conversion [R9]

The reaction rate coefficients are given by the equations below. Note that there are 26 unknown

parameters
—Lq [A.1]
kg, = Aqexp (ﬁ)
—E, A.2]
kp1 = Aprexp ( R;l) [
-E, A3
ko2 = Apzerp () -
—Ep3 A.4
- s
1
I = [A.5]
PTTT 1 1
kp1[02] k2 kpisH]
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—Epy
h= Af1exp( ) [0,]*1[RH]*1 [A.6]
£ A7
fo=4zem () A7)
—Era [A.8]
f3 = Afgexp ( ) [02]"3 [RH]y3
fo= Af4exp( 14) [0, 1o [RH) [A9)
—Ee [A.10]
e = Acexp ( RT )
—E
ks = Apexp (=2) [A.11]
kco = AcoT™c0exp (_:;0) [A.12]

Aco, Nco, and Ecg in equation [A.12] were obtained from [22] and left constant.
Finally, the constant volume combustion equations are given by the equations below for a fuel with

n carbon atoms and 2m hydrogen atoms.

%I:] = 2kq[RH][0,] + 2kp[B] — 2k, — f3ky[R] [A.13]
d[B
[ | ke R] + e, [RITQ1 — ks8] [A.14]
% = fukp[R] — 2k, [R]Q] [A.15)
a2 [A.16)
dt m kp[R]
d|o 1
EitZ] = —pkp[R] ~ 2 keo [COIIR] [A.17)
d[cfto - ﬁ"P [R] — kcolCO][R] [A.18]
dT 1
¢v ;= 37 (Qukp[R] + Q2kco[CONIR]) [A.19]
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The oxygen consumption for each propagation cycle is given by p:

n+m [A.20]
2m

p =
Q, is the total exothermicity of a propagation cycle and Q, is the heat of reaction of CO to CO;

conversion.

83



84



Appendix B

Equations Used to Determine Model Parameters:

Section 2.1.2 described the parameter optimization steps used to determine the parameters in the
modified Shell Model. To accelerate the optimization process, a number of algebraic equations were
used to help determine the required parameters. The equations were used in conjunction with the
Steepest Descent Method to find the optimum parameters that would match the predefined ignition
delay curve.

Before describing the algebraic equations that were developed, it is worth introducing a few new
terms, following the terminology outlined in [14]. The branching factors are given by:

= (2f; - fi)kp [8.1]
0" = (2fi +2f2Q — f2)kp [B.2]
The branching factors can be used to gauge ignition delay times because it changes from positive to
negative in the NTC region, and then back to positive during main ignition. The branching factor given in
equation [B.1] assumes that the concentration of the intermediate species is zero, and can therefore be
used in the low temperature region. Primary initiation generates radicals at a rate of:
vy = 2k, [0;][RH] [8.3]
The equilibrium radical concentration (found by setting the rate of change of R and B to zero) is given
by:

0" + /(b”z + 8k, [B.4]
R=

a4k,

Using the above definitions, the algebraic equations that were used to determine the appropriate
model parameters can now be described. The first equation developed approximates the low
temperature first stage ignition delay time by solving the following set of first order differential

equations:
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d
‘a['f—] = 2k5[B] — 2k; — faky [R]

[B.5]

d[B]

F = flkP[R] — kg [B]

[B.6]

The first stage ignition delay time given by equation [B.7] is then assumed to be the time it takes for the
radical concentration to reach its equilibrium value given by equation [B.4]. Note that at this stage, the

intermediate species Q is set to zero.

R (B.7]

tog (¢;)

Tl -"——

C2

_, et (4f1kp — faky + k) (B.8]

17" 2C3¢

1 B.9

C2=§[C3—f3kp_k8] [8.5]
[B.10]

3= Jfgzkpz — 2kpfsky + 8kpfik, + kg’
The second equation developed (equation [B.11]) approximates the total ignition delay time in the

high temperature region. The derivation follows the approach outlined in [14].

@2 [B.11)
TrotaL = < - 5 2
A, favgh,®

The third equation approximates the temperature at which the NTC region ends. This is derived by

setting the branching factor in equation [B.1] to zero.

Ep3 —Epy [B.12]
A
R, log (—2 1‘{;1 [0,]%3~*1[RH]¥3 -yl)

Tyre =

Given a desired ignition delay curve, equations [B.7], [B.11], and [B.12] can then be used along with
the Steepest Descent Method to determine appropriate model parameters. However, one issue that
has been overlooked thus far is the shape of the heat release profile. To ensure that the model

parameters give a first stage heat release profile that mimics real fuels, a shape factor was added to the
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set of equations solved. Since the heat release rate is dictated by the radical concentration, the
significance of the first stage ignition is given by the ratio of the local maximum and minimum radical

concentrations:

Rymax (Tnrc-s50) [B.13]

Shape Factor =
P Ry (Twre—so)
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Appendix C

Two-Stage lgnition Characteristics:

The analytical assessment presented in this report distinguishes fuels only with the shape of the
ignition delay curve. The ignition delay curve is constructed by varying the initial temperature and molar
concentrations in a constant volume batch reactor. Due to the significance of the ignition delay times in
this report, it is worthwhile to mention how the first stage and total ignition delay times are defined.

Figure C-1 shows a temperature versus time plot for a sample constant volume batch reactor
simulation (n-heptane, initial temperature of 800 K). The first stage and total ignition delay times are as

indicated on the figure.

: _
§ 2500 1 Total Ignition Delay
g 2000 -
Q
5 1500 -
® First Stage Ignition Delay
2 1000 - >
E
& 500 -
I : ;
0.000 0.001 0.002 0.003
Time [s]
Figure C-1 Ignition characteristics

The first stage ignition delay time is defined as the time at which the branching agent concentration
is maximized, as shown in Figure C-2. The total ignition delay time represents the time at which the rate

of temperature rise is maximized.
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Figure C-2 First stage ignition delay time using branching agent concentration
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Appendix D

Single-Zone and Multi-Zone Engine Model Equations:

To determine the MPRR with a uniform and non-uniform temperature distribution, each artificial
fuel was inserted into a single zone and multi-zone engine simulation.

The single zone engine model is given below:

%%Vti = 2k,[RH1[0;] + 2kp[B] — 2k; — f3k,[R] [D.1])
%%’ = fikp[R] + f2ky [R][Q] — k5 [B] [D.2]
%%ﬁ = fukp[R] - f2kp[R1(Q] [D.3]

%dfi]};” = ‘%kp[R] [D.4]

%dgf * = —pke[R] —%kco [CO][R] [D.5]
%dg’f" = % kp[R] — kco[COI[R] [D.6]

i ccii_f - BVZ%‘; + % {Q1kp[R] + Qzkco[CON[R]} [D.7)

The cylinder volume, V, is calculated using engine kinematic equations presented in [22].

The multi-zone engine model uses the same equations as [D.1] to [D.6], except they are solved for
each zone. Therefore, the volume, V, in the equations becomes the volume in each zone, V;. Initially,
the total volume is divided equally. However, to maintain a constant pressure, the zone volumes are

calculated as:

N;T; [D.8]
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An additional term representing the work transfer between the zones also needs to be added to the
differential equation for temperature (equation [D.7]). The equivalent equation for the multi-zone

model is:

L BT T
Pdat " INT, L7 dt

1 .
+3-{QuknR1. + Qakeo [COLIR],) .

To simplify the equation, the change in the number of moles with time was neglected.
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Appendix E

To ensure that the 50% heat release point occurs at top dead center, the initial charge temperature

was modified for all of the engine simulations. This appendix will provide the initial temperatures used

for all of the engine simulations. In the case of the

distribution, the maximum temperature is plotted.

simulations with a quadratic temperature
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Figure E-1 Initial temperature for single reaction fuels, effect of position: (a) uniform temperature distribution (b)

quadratic temperature distribution
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Figure E-2 Initial temperature for single reaction fuels, effect of slope with pivot at 900 K: (a) uniform temperature

distribution (b) quadratic temperature distribution
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Figure E-5 Initial temperature for iso-octane based fuel, impact of D,: (a) variable volume, uniform temperature

distribution (b) variable volume, quadratic temperature distribution
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Figure E-6 Initial temperature for iso-octane based fuel, impact of n;: (a) variable volume, uniform temperature
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Figure E-7 Initial temperature for iso-octane based fuel, impact of n,: (a) variable volume, uniform temperature
distribution (b) variable volume, quadratic temperature distribution
500 500 %
= 480 ®CR=12 * — 480 +
= 'Y 3
o 460 WCR=16 5 460
2 440 ACR=20 B :2 Mo u
T 42 ™ T 4 n
£ 400 A & 400 g &
@ n i 1] A
5 = - s 3% #CR=12
2 360 & I 360 - -
T a0 £ 340 mCR=16 |
320 E 320 4CR=20
300 . E 300 ‘
1 1 3 é 1 1 3
yNTC Scale Factor ync Scale Factor
(a) (b)
Figure E-8 Initial temperature for iso-octane based fuel, impact of yyic: (a) variable volume, uniform temperature
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Figure E-9 Initial temperature for iso-octane based fuel, impact of A;: (a) variable volume, uniform temperature
distribution (b) variable volume, quadratic temperature distribution
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Figure E-10 Initial temperature for iso-octane based fuel, impact of A;: (a) variable volume, uniform temperature
distribution (b) variable volume, quadratic temperature distribution
400 400
g 380 - g 380 »
@ 360 @ 360 »
® ]
2 340 2 340 & ]
H 320 S 320 = a
£ 300 A £ 300 & Z
e 280 B 4 ®CR=12 [~ = 280 $CR=12
K] 260 s 260 B
2 WCR=16 = MCR=16
£ 240 A CR=20 £ 240
220 E 20 4CR=20
200 : ) £ 200 . )
800 840 880 E 800 840 880
Ignition Delay Parameter TA [K] Ignition Delay Parameter TA [K]
(a) (b)
Figure E-11 Initial temperature for n-heptane based fuel, impact of T,: (a) variable volume, uniform temperature

distribution (b) variable volume, quadratic temperature distribution
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Figure E-12 Initial temperature for n-heptane based fuel, impact of Dy: (a) variable volume, uniform temperature
distribution (b) variable volume, quadratic temperature distribution
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FigureE-13  Initial temperature for n-heptane based fuel, impact of n;: (a) variable volume, uniform temperature
distribution (b) variable volume, quadratic temperature distribution
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FigureE-14 Initial temperature for n-heptane based fuel, impact of n,: (a) variable volume, uniform temperature

distribution (b) variable volume, quadratic temperature distribution
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Figure E-15 Initial temperature for n-heptane based fuel, impact of yyrc: (a) variable volume, uniform temperature
distribution (b) variable volume, quadratic temperature distribution
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FigureE-16  Initial temperature for n-heptane based fuel, impact of A;: (a) variable volume, uniform temperature
distribution (b) variable volume, quadratic temperature distribution
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Figure E-17  Initial temperature for n-heptane based fuel, impact of A;: (a) variable volume, uniform temperature
p

distribution (b) variable volume, quadratic temperature distribution
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Appendix F

Summary of Impact of Ignition Delay Curve Features:

Figure F-1 provides a reference table on the impact of changing the ignition delay curve features on the

MPRR. A detailed summary on the impact of each feature was given in Chapter 5.

No Change Increase Decrease Local Max/Min No Trend

& L . B

Impact of increasing fuel parameter on Maximum Pressure Rise Rate

Fuel

Uniform Temperature Distribution Quadratic Temperature Distribution
Parameter

Iso-Octane n-Heptane Iso-Octane n-Heptane

Ta

Da

&
&=
o
=
=

nEnn 1yl
IO IS

Figure F-1 Summary of impact of ignition delay curve features on MPRR
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