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Abstract

Oxy-coal combustion is an emerging low-cost “clean coal” technology for emissions reduction and Carbon Capture
and Sequestration (CCS). The use of Computational Fluid Dynamics (CFD) tools is crucial for the development of
cost-effective oxy-fuel technologies and the minimization of environmental concerns at industrial scale. The coupling
of detailed chemistry models and CFD simulations is still challenging, especially for large-scale plants, because
of the high computational efforts required. The development of scale-bridging models is therefore necessary, to
find a good compromise between computational efforts and the physical-chemical modeling precision. This work
presents a procedure for scale-bridging modeling of coal devolatilization, in the presence of experimental error, that
puts emphasis on the thermodynamic aspect of devolatilization, namely the final volatile yield of coal, rather than
kinetics. The procedure consists of an engineering approach based on dataset consistency and Bayesian methodology
including Gaussian-Process Regression (GPR).

Experimental data from devolatilization tests carried out in an oxy-coal entrained flow reactor were considered
and CFD simulations of the reactor were performed. Jointly evaluating data and simulations, a novel yield model
was validated against the data via consistency analysis. In parallel, a Gaussian-Process Regression was performed, to
improve the understanding of the uncertainty associated to the devolatilization, based on the experimental measure-
ments. Potential model forms that could predict yield during devolatilization were obtained. The set of model forms
obtained via GPR includes the yield model that was proven to be consistent with the data. The overall procedure
has resulted in a novel yield model for coal devolatilization and in a valuable evaluation of uncertainty in the data,
in the model form, and in the model parameters.

Keywords: Coal devolatilization; Consistency analysis; Gaussian-Process Regression; Oxy-coal combustion; Yield

model.

1. Introduction

Fossil fuels are expected to continue supplying much of the energy used worldwide. Among them, coal shows the
most important growth in demand and it will still account for 30% of the overall electricity generated in 2030 [1].

To reduce the environmental concerns linked to the use of coal, oxy-combustion technologies are of intense industrial
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interest [2]. The use of simulation tools such as computational fluid dynamics (CFD) appears necessary to allow
the development of cost-effective oxy-coal technologies at a scale sufficient to augment existing energy options. CFD
calculations can be applied directly at the industrial scale of interest, thus avoiding scaling-up the results from lab-
scale experiments. However, this advantage can only be obtained if CFD calculations are quantitatively predictive
and are trusted as so. Despite the improvements in the computational capability, the coupling of detailed chemistry
models and CFD simulation can still be prohibitive for real combustors, which require large computational grids.
In these cases, the development of scale-bridging models, namely reduced physics model with quantified model-form
uncertainty to bridge scales from a more complex physics model, is necessary. Since devolatilization is the first step in
thermochemical processes involving solid fuels that influences the overall subsequent reactions, comprehensive CFD
codes for the study and optimization of coal combustion in lab, pilot and industrial-scale plants, demand a proper
devolatilization model [3H5].

Devolatilization processes can be viewed from a kinetic or thermodynamic perspective. A comprehensive de-
volatilization model must be capable of capturing thermodynamic characteristic, i.e. the ultimate volatile yield of
the coal, and the kinetics of how the coal reaches its ultimate yield. In industrial applications, kinetics occurs with
widely varied time scales and within a minimal region of the whole domain: the amount of material transferred to
the gas phase is judged to be more influential within the application than the rate at which this occurs. Hence,
for this type of applications, thermodynamic effects should be primarily considered. Devolatilization modeling has
focused mostly on kinetics: the available models range from simple approaches, such as single, parallel, distributed
kinetic or multistep models [6HI], to complex structural phenomenological models, such as FLASH-CHAIN, CPD
and FG-DVC [I0HI2]. The simple approaches are applied to specific coals and operating ranges, and they must
be tuned to the right range of temperatures, heating rates and residence times. The phenomenological models are
fundamental and more reliable, but computationally expensive, even though the CPD model was recently employed
in flamelet LES modeling of coal combustion [I3].

The ultimate/steady-state/equilibrium yield can always be obtained from a kinetic model, but obtaining accurate
yields from kinetics requires resolution of all time scales in the kinetic mechanism. An explicit equilibrium-yield model
avoids the need to accurately integrate through these fast time scales and is therefore highly desirable for a CFD
application. Thus, the development of a yield model, with an explicit functional form and parameters derived through
a collaboration of experiments and numerical simulations, is attractive.

A first attempt to develop a comprehensive yield model, needed to improve the predictivity of simple models when
experimental data are not available, was proposed by Biagini and Tognotti [I4]. Their approach aimed to improve
the simplest kinetic model, i.e. the Single First-Order Reaction model [I5], whose approximation is not generally
accepted [16HI8], but widely used, due to simplicity and somehow sufficient accuracy [T9-22]. The main drawback
of the SFOR model is the assumption of a constant ultimate volatile yield, equal to the value from the proximate
analysis. To overcome this drawback, Biagini and Tognotti proposed a yield model, i.e. a simple functional form
that relates the ultimate volatile yield to the particle temperature, referred to here as BT model. The BT model
was tested in our previous work [23] against an experimental dataset collected in a pilot-scale entrained flow reactor
(EFR) and led to a non-optimal prediction of the coal yield. The model parameters, which were not tuned on the

operating conditions and the coal type of interest, were considered accountable for the poor performances of the BT



model.

The present work is a follow-on to the results obtained and showed in [23], which emphasized the sensitivity
of first-order kinetic models to the value of the ultimate volatile yield. Therefore, the modeling of the ultimate
yield has been targeted and performed, using two approaches that allow the collaborative analysis of experiments
and simulations: consistency analysis [24] and a Bayesian method based on Gaussian-Process Regression [25]. The
development of the yield model progressed in the following three steps: first, the model form for ultimate yield
proposed by Biagini and Tognotti as well as alternative naive forms were compared directly to the experimental
data and were shown to be inconsistent by the metric described below. Second, a non-parametric statistical method,
unconstrained to a specific model form, was used to indicate the ultimate yield empirically. Third, a new model form

was proposed and demonstrated to be consistent with the experimental data.

2. Experimental data

Validation of reduced models relies on experimental data. For coal combustion the most common experiments
have historically been thermogravimetric analysis (TGA) and drop tube reactor (DTR) experiments [26H28], although
recently the entrained flow reactors (EFR) are emerging as a more viable tool for derivation, validation and uncer-
tainty quantification of models in conditions similar to those of industrial-scale facilities [29H3I]. The experimental
data used in this work are the results of devolatilization tests carried out in the same experimental apparatus, the
Isothermal Plug Flow Reactor (IPFR), at 1173, 1373 and 1573 K, and performed on the Sebuku bituminous coal.
The data, along with the results of other experiments performed in the same facility (devolatilization, char oxidation,
nitrogen partitioning etc.), can be found in [32]. Table [1| reports the particle size and proximate analysis data of

Sebuku coal.

Coal type  Particle size (um)  Proximate Analysis (%wt dry) Ultimate Analysis (%wt dry)
VM FC Ash C 51 N S (0]
Sebuku 65-90 40.30  47.95 11.75 62.75 4.66 1.27 048 19.10

Table 1: Sebuku coal characteristic properties.

The IPFR is an EFR operated by the International Flame Research Foundation (IFRF) and it allows severe
thermal conditions to be reached, i.e. high temperatures (up to 1600 K) and heating rates (circa 10*-10° K/s). It
is mainly composed of three parts: a gas pre-heating 60 kW burner, a vertical isothermal reactor, and an exhaust
line. In addition to these sections, it includes a coal feeder and a water-cooling system. The vertical reactor is a
drop tube (4.5 m total length x 0.15 m inner diameter) consisting of nine modules equipped with a 54 kW heating
system, i.e. silicon carbide U-type heating elements, located at the walls, to ensure isothermal conditions within a
margin of 10-20 K along the tube [33H35]. Pulverized fuel particles are injected from a side through a radial probe
and transported by a carrier gas (nitrogen/air/carbon dioxide) into a flue-gas stream, coming from the preheating
combustion section located at the top (see Fig. ‘ The material is sieved and samples of size fractions in the range
65-90 pm are studied. The solid flow rate is up to 100 g/h, while the flow rates of the carrier CO5 stream and of
the flue gases are 0.5-0.6 Nm?/h and 14.6-17.6 Nm? /h, respectively [36].
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Figure 1: Scheme of Isothermal Plug Flow Reactor.

The devolatilization tests examined in this paper are the same considered in our previous work [23] where the
details of the gas composition in each experiment can be found, along with a discussion on the negligible influence
of oxidation and gasification reactions.

The solid residue and gaseous products are quenched and sampled in the collection probe for online and offline
analyses: proximate, ultimate, ash composition and particle size distribution. From the results of the proximate
analyses, expressed in dry basis, the conversion value for each sample is calculated according to the ash tracer
method: the ash matter is supposed to remain constant during the devolatilization process, and the ash content of

the solid residue is then compared to that of the parent coal for calculating the conversion X, as

X =1 — ashg/ash x (1 — ash) /(1 — ashy), (1)

where ashy and ash are initial and current ash mass fraction respectively [35]. Each experimental result is defined by
a value of the nominal particle residence time, the nominal reactor temperature and the devolatilization conversion.
In particular, the results are reported for five residence times at each nominal reactor temperature. The particles
residence time is calculated from the length of the particles path within the vertical reactor, i.e. the distance
between injection and sampling height, and the mean velocity of the flue gases. The assumption of nominal reactor
temperature uniformly and quickly reached by the particles is made by the experimenters, therefore measurements of
the solid phase temperature were not performed. The flue gases reach the nominal temperature within the preheating
section, whereas the carrier stream enters the reactor at 293 K. The carrier gas flow rate is almost thirty times lower
than the coflow rate, so that a small influence on the particle heating rate and temperature is expected.

The experimental error on the conversion values was estimated and reported by the experimenters. Accordingly,



a 4% relative error was found to affect the conversion value almost constantly regardless of the temperature. The
composition of ash, the inhomogeneity of the collected sample and the accuracy of the proximate analyser were
considered as potential sources of uncertainty [37]. Both a CFD and a statistical analysis pointed out that the
experimental uncertainty is larger than the estimated 4%, as it will be shown in Section 5. In particular, a joint
experimental and numerical analysis was carried out: CFD simulations were used to help assess the different sources

of uncertainty and to better evaluate the overall experimental error.

3. Numerical settings

The ultimate volatile yield depends on the thermal history of the coal during the devolatilization [16, B8, [39].
Since the lack of experimental measurements of the particle temperature, the effective particle thermal history is
estimated from a CFD model, used as a diagnostic tool. This approach is important to avoid the rough assumption
that the particle temperature is constant during the devolatilization test, and thus accounting for the heat transfer in
the actual conditions. The simulations used a two-way coupled Lagrangian tracking and were developed using Ansys
Fluent 16. The domain consisted of half IPFR because of its geometric symmetry. The chosen domain referred
to the setting with the larger reactor length, i.e. larger distance between feeding piper and sampling probe, to
avoid creating one mesh for each experimental run. A grid independency study on the velocity field was performed
and a grid consisting of about 0.9 million of cells was chosen. The nominal reactor temperature was set to three
different values, i.e. 1173 K, 1373 K and 1573 K, while the temperature of injected particles was set to 293 K in all the
cases. The boundary conditions were taken directly from the experiments. The particle size distribution was of Rosin-
Rammler type, going from 65 to 90 um. The dispersion of particles due to turbulence in the fluid phase was predicted
using the stochastic tracking model, which includes the effect of instantaneous turbulent velocity fluctuations on the
particle trajectories through the Discrete Random Walk (DRW) method. In addition to turbulent dispersion, drag
and gravity were considered to be the forces acting on the particles. RANS equations were solved using the standard
k-¢ turbulence model and the Eddy Dissipation Model was used to treat the turbulence-chemistry interactions of the
gaseous phase. Radiation was taken into account using the P1 radiation model, in combination with the Weighted
Sum of Gray Gases Model (WSGG) for spectral properties. The particle emissivity was set to 0.7. A stationary
solver was used, with a second order discretization scheme and the SIMPLE algorithm for pressure-velocity coupling.
The considered devolatilization models were implemented via User Defined Functions (UDFs). The models and
methods discussed are considered to be standard to a coal combustion simulation as a compromise between accuracy,

reliability, and simulation time.

4. Preliminary CFD simulations

The CFD modeling was performed at different levels of complexity, to gain insight into specific flow features.
Part of the results of the CFD modeling of the IPFR can be found in [23]. Histograms of the particle temperature
distributions from the inert CFD simulations are shown in Fig. 2|for the three experimental cases. The different colors
account for the five different sampling points. The numerical results show that uncertainties in particle temperature

are greater than those on the yields (4% relative error) during the early stages of heating, but diminish throughout and



ultimately vanish. The particles do not reach the nominal reactor temperature uniformly and instantaneously. One
may conclude that the uncertainties on the volatiles yields are not only due to sampling and analytical procedures,

as pointed out during the experimental campaign, but also to the particle thermal histories inside the reactor.
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Figure 2: PDF of particle temperatures for inert CFD simulations at 1173 K (a), 1373 K (b) and 1573 K (c). Different colors account

for the five experimental sampling times ¢.

The analysis of the particle thermal history suggested that while at the lowest temperatures the assumption of a
kinetically-limited process can be made, at the highest temperatures this assumption can likely be biased, particularly
for the last sampled points. In these cases, the particle residence times are comparable with the equilibrium time
scales of devolatilization and the conversion values can be considered ultimate-yield values. Thus, the experimental
data considered in this work are suitable for the validation of a yield model that can predict the dependence of the
ultimate volatile yield on the hold temperature, i.e. the temperature at which the chemical equilibrium is reached.
A yield model is strongly needed in simple kinetic approaches, which are highly desirable in CFD simulations of
real combustors, but are often characterised by poor predictivity, since they estimate the same final conversion value
under different thermal conditions. A recent simple model, which embodies an ultimate yield function of the particle
temperature, is the one proposed by Biagini and Tognotti [I4]. The BT model is a modification of the Single First-
Order Reaction (SFOR) model, which assumes that devolatilization occurs in a single step according to a first-order

law:

A b (Xy—X) (2)
— =Aexp | —— - X).
dt P\"Rrt, )\
In Eq. E X is the volatile yield, or particle conversion, ¢ is the time, R is the ideal gas constant and T}, is the particle
temperature. It requires two kinetic parameters, i.e. the pre-exponential factor A and the activation energy F of an
“artificial” first-order kinetic rate expression, and the final volatile matter yield Xy. Biagini et al. [14] proposed a

model where the ultimate volatile yield is a function of temperature:

T,

Xy=1—exp (—Dlp>. (3)
Tst

In Eq. DI is the so-called Devolatilization Index, a dimensionless parameter specific for each coal, T}, is the
particle temperature and Ty; is the temperature from the proximate analysis. The total number of parameters in this
approach is still three, as in the original SFOR model. In addition to the above-mentioned drawback of considering

a constant ultimate volatile yield, equal to the value from the proximate analysis, another drawback of the SFOR



model can be considered the absence of any dependence whatsoever between the volatile yield and particle size,
whose importance has been pointed out by other works, e.g., by Hashimoto et al. [40]. The size dependence would
introduce more uncertainty in the particle conversion, because the general tendency for greater yields from smaller
particles (yield enhancement due to faster heating rates) is compounded by large variations among the thermal
histories of particles in different regions of the flow cross section. In the BT approach, the temperature is considered
the principal state-space variable for both the chemical kinetics and the steady-state/equilibrium volatile yield, and
the effective thermal history of the particle is considered and derived from a CFD analysis: the particle size affects
the heating rate and so the particle temperature, which in turn affects the kinetic rate and ultimate yield. The size
dependence is so implicitly taken into account. This approach has been followed, although alternative contexts [40]
may be equally viable.

Linear correlations between coal properties and devolatilization kinetic parameters in a range of coal compositions

and operating conditions have been proposed by Biagini et al., having the following general form:

where P is a model parameter (A, E or DI), V is a fuel parameter and m and ¢ are the determined correlation
parameters. The parameters were derived through an optimization procedure applied to a specific devolatilization
data set extracted from the Solid Fuel DataBase (SFDB) of the IFRF [41]. Biagini and Tognotti verified that the
best linear regressions (i.e., with the highest value of squared Pearson coefficient R?) are for DI with VM (Volatile
Matter from the proximate analysis), E with O/C (Oxygen-to-Carbon mass ratio), and In(A) with E, even though
FE is not a fuel parameter per se. The values of m and ¢ and the specification of model and fuel parameters are

reported in Table

P \% m q
E (kJ/mol) 0/C 304 24.6
In(A) with A in (s!) E (kJ/mol) 0.105  3.42
DI VM (%wt dry) 0.0219 -0.208

Table 2: Parameters for the generalized correlations in Equation

The computed model parameters, specific for Sebuku coal, are E = 33.9 k.J/mol, A = 1068.6s~! and DI = 0.675.
The BT model was implemented in Fluent and CFD simulations of the IPFR were performed at the three nominal
temperatures. The results are reported in Fig. [3] Particle conversion distributions are obtained for each sampling
point. A large variance of these distributions was observed, due to the very different histories, thermal and dynamic,
that each particle follows in the system. Moreover, they appear to be skewed and so might be improperly described
by considering mean and standard deviation. Hence, a boxplot of the modeled conversion can give more useful
information. On each box, the dot is the mean, the central line is the median, the edges of the box are the 25"
and 75" percentiles, the whiskers extend to the most extreme data points not considered outliers, and outliers are
plotted individually as crosses. Points are drawn as outliers if they are larger than g3 + w(gs — ¢1) or smaller than

@1 —w(gz — q1), where ¢; and g3 are the 25" and 75" percentiles, respectively, and w is equal to 1.5, corresponding



to approximately £2.7¢ and 99.3 for normally distributed data. Figure [3] shows the experimental data along with
uncertainty quantified by the methods that will be described in the following Section 5 (black bars), and boxplot of
numerical results for the particle conversion, or yield, X over residence time ¢, at the three different temperatures.
The predictions of BT model do not match the experimental values particularly at temperature lower than about
1300 K. The performances of the BT model can be related to its yield model parameters, which are not trained on the
specific coal subject of investigation, as already discussed in [23]. A procedure for the updating of these parameters,

based on a joint analysis of experimental data and CFD simulations, is then required.
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Figure 3: Boxplots of particle conversions vs. residence times for BT model at 1173 K (a), 1373 K (b) and 1573 K (c).

5. Model construction procedure

Two methods have been followed to assess the experimental observations, to tweak an existent yield model and
to eventually construct a new yield model: a numerical approach of data collaboration, i.e. consistency analysis, and
a math-based approach, i.e. the Bayesian Gaussian-Process Regression. Details of the two approaches are reported

in the following subsections.

5.1. Consistency analysis

The idea of a consistent space comes from the methodology described within Feeley et al. [24], where it was
used to calibrate parameter values for the methane combustion reaction-set, GRI-Mech 3.0. The basic premise of a

consistent space can be described by the Eq.
(1 —y)L<M;(x) — di<(l —7y)u; fori=1,...,Ngor. (5)

The model outputs M at specified parameter inputs x are compared directly to experimental data d, for a selected
quantity of interest, Qol, having u and [ as upper and lower error bounds, respectively. The uncertainty in the Qol
quantified by the uncertainty exploration acts as the error bounds, that could be enlarged or reduced by means of
the term . In this case, the only quantity of interest is the yield and the parameter inputs are DI and Tg. The
calculation of model outputs requires the particle temperature, taken from CFD simulations for each experimental
scenario, sampling point and coal parcel. The comparison between model and experiments proves consistency for

the Qol if the bias is within the upper and lower error bounds of the data. This model consistency or inconsistency



can be further characterized by the term +, i.e. the decimal fraction by which the error bounds could be either
shrunk while maintaining consistency or expanded to reach consistency. The prior parameter space, or hypercube,
is specified as:

aj<z;<f; forj=1,..,n, (6)

where o and 3 designate the prior bounds for each parameter x;. If model consistency is found, the posterior
parameter space will correspond to a subspace of the parameter’s prior hypercube. If no consistent region is located,
then the hypercube’s prior bounds as well as the experimental error bounds could be re-evaluated for possible
expansion.

A first attempt to determine an optimal yield model with respect to the available experimental data was carried
out changing the parameters of the BT yield function, namely DI and Ty, to find consistency amongst the whole
dataset. No global consistency was nevertheless found using the BT model, even when increasing artificially the
experimental relative error to 50%. The results are shown in Section 6. Given the inconsistency of the BT model,
the selection of an alternative, consistent, model form was made, following the approach of data collaboration [42] [43].
Data collaboration means transferring the uncertainties of the “raw” (experimental) data into the model directly.
Doing so allows one to harvest substantially more of the information content of the data and determine more-realistic
bounds on model predictions [24].

In addition to the BT model, different model forms were initially attempted and have been proved inconsistent.

After obtaining results from the Gaussian-process regression (described in the next section) a new model form was

X =05 |14t (220 )

and this form did prove to be consistent with the experimental data. This model form contains only two parameters,

easily identified , shown in Eq. [7}

T, and T, the same number as in the BT model, and its codomain is equal to the interval [0,1], namely all the
possible values of coal conversion. The error function is not uncommon in the devolatilization modeling, as it appears
in the resolution (integration) of the exponential term arising in the Distributed Activation Energy Model (DAEM),
when a Gaussian distribution of activation energies is taken into account [44]. Accordingly, the proposed model form
can be loosely explained by the fact that the volatile yield is still an exponential function of the particle temperature,
like Biagini and Tognotti suggested, and the particle temperatures are distributed according to a Gaussian centered
around 77 and having a width designated by T5. The consistency analysis was performed to find the posterior space

of the parameters T7 and T5. The results of analysis are shown and discussed in Section 6.

5.2. Gaussian-Process Regression

It is expected that most readers of this article have interest in coal process modeling rather than application
of recent statistical tools. As such this sub-section will start with a brief overview of Gaussian-Process Regression
(GPR). The technical details will be light regarding all decisions made in the application of this approach, and only
the equations necessary for reproduction of results will be included.

Gaussian-Process Regression can be seen as a direct extension of the standard linear regression which is commonly
used in engineering practice. While possible with standard linear regression, GPR places much more emphasis on

the distribution (representing uncertainty) of the modeled response, i.e. yield in this specific case. The primary



extension is to accomplish “non-parametric regression”, meaning it is not limited to any pre-specified basis functions
(i.e. no pre-specified model form). Full justification of how to achieve this behavior is provided elsewhere [45] [46],
but brief descriptions of two ways of performing GPR are as follows: to assume an autocorrelation function and
apply Bayes’ law to the jointly normal distributed variables, or to start with standard linear regression and apply
the “kernel trick” to an infinite series of wavelet bases. We adopt the Bayesian mentality in which the UQ analysis
starts from a state of prior knowledge then incorporates the data at hand to a posterior state of knowledge.

Since the yield X is function of the particle temperature 7', we assumed the following squared-exponential

autocorrelation function, o covariance kernel:

K&e)(T,, T) = 0% exp (— (T_TZ’)Q) , (8)

Loorr
where T, and T} are two randomly-selected temperatures, coming either from the data points or the inference points,
02 is the (uncertain) maximum covariance and /.o, is the (uncertain) correlation length-scale. The latter defines
how much observations at temperature T, will have negligible effect in the interpolation of the yield at new T} values.
Bayesian methods are most commonly used with rather uninformative priors, other than the structure of the
statistical model. However, for small data sets any relevant prior data is highly desirable since it can significantly
improve the posterior approximation. Care must be taken here, to limit the claim of prior information only to what

is known with relative certainty. In this spirit, the study was limited to the following prior information:

e Having reached steady state on a geological timescale, the yield must be zero, with zero gradient, at the
underground temperature. For the purpose of this study 300 K was selected as representative temperature.

The analysis is easily recalculated with any smaller value.

e Considering the boiling point of graphite to be ~3800 K [47] (graphite representing the strongest bond types
within the coal/char), the yield must be unity at this temperature.

Other than these two facts, the prior mean function p and the prior covariance magnitude o2 were selected to remain
quite uninformative, resulting in a wide multivariate Gaussian distribution. On whole, we characterize the prior for

yield to be “weakly informative”. A standard GPR approach results in a posterior distribution of the form
X[ Xa~ N (KiaK 3 (Xa — pa) + i, Kii — Kia K Kai) 9)

where p represents prior means (subscripts d & i representing data points and inference points respectively), K
represents covariances calculated from a kernel and X| X, represents the conditioning of the data points Xy on the
prediction X. The selected kernel can have two contributions, squared-exponential and noise, which together result
in the non-parametric regression. The explicit form of squared-exponential kernel is shown in Eq. [§ Since our
intended inference is a noise-free underlying process, the squared-exponential kernel is sufficient for all covariances
at inference points (K = KGe) for K;;, Kiq, & Kg;), while for measurements the noise kernel K®) is included, i.e.

K =KGe) 4 K0 for Kyy only. The noise kernel is:
K®) = £25(T,, Tp), (10)

with e representing the uncertain experimental noise, and J representing the Kronecker function.

10



A side note is worth making here about the noise parameter . The intuitive meaning of the noise is directly
reproduced in the mathematics of the posterior in the following way: if € = 0, then the resulting yield model will
exactly reproduce the experimental yield data at each measured temperature. This condition would result in an
interpolated yield model rather than a regressed one, and a resulting distribution across yield (at a temperature
between measured values) would represent only interpolation error. As the noise parameter is allowed to be larger,
the modeled yield is less tightly bound to the measured data values. In this line of reasoning, having repeated data
of yield at a single temperature (or close-by temperatures) provides significant information about the magnitude of
the experimental noise.

For determination of these remaining uncertain parameters, ¢, and ¢, the standard GPR approach provides

the joint posterior:

I (p(Leorrs €| Xa)) = — &(Xa — pa)TK 1) (Xa — pa)

— % ln(det(Kdd)) + lll(po) +C,

(11)

where pg is the prior for the parameters (constant when uninformative) and C' is an unimportant normalizing
constant [25]. Finally, the method simultaneously provides an estimate for the experimental noise, an estimate for
the underlying yield curve (as a function of temperature), and an estimate for a correlation length-scale of yield across
temperature. Only one modification of the standard approach was required in this study. The data of interest did not
represent the measurement of a single particle yield at a single temperature. Rather, it represented the measurement
of one collective yield for a population of particles having a temperature distribution. For a simple, known particle
distribution this complication could be incorporated into the Bayesian methodology simply by analytical convolution
of the data kernel. In this case, a more complex distribution was determined through numerical simulation, and
applied as a linear operation to the kernel as a filter. This is accomplished by listing the particle temperatures (or
binning then into a histogram, as done in Fig. 7 constructing a prior mean, 1, and covariances, Kg;, K;q, & Kpp
(all using the squared-exponential kernel), at these individual particle locations (or bin locations). Next, one should
construct a weight matrix, W, that represents the contribution of each particle (or bin) to each measurement datum.
This results in a shape of the weight matrix as: the total number of particles by the number of data measurements.

Then the filter is applied accordingly and the results are discussed in Section 6.

6. Results

6.1. Consistency

The analysis presented in Section 5.1 was performed on the BT model (Eq. and an inconsistent dataset was
found, even though a maximum relative error of 50% for all the data was considered. Figure 4 shows representative
yield curves predicted by the BT model with values of parameters DI and T changing in the range [0.1,0.9] and
[800,1600], respectively. None of the predicted curves overlap with all the experimental data.
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Figure 4: Experimental data with 50% relative error on conversion values and nine representative yield curves predicted by the BT model
(Eq. with values of parameters DI and Ts¢ changing in the range [0.1,0.9] and [800,1600], respectively. Each pair of values indicates
DI (first number) and Ts; (second number) at which the corresponding curve has been obtained. The data provided by the same test
are grouped with the same color. Horizontal bars represent the particle temperature interval at each sampling point, determined by CFD

analysis.

The analysis presented in Section 5.1 was then performed on the new yield model (Eq. E[) and a consistent dataset
was found considering a relative error of 18% for all the data. The consistent space for the yield model parameters
T1 and T5 is shown in Fig. Figure [6] shows the data, with the updated error, at the different temperatures and

the model curves predicted by the yield model using all the consistent values of parameters 77 and T5.
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Figure 5: Consistent region of the yield model parameters 77 and T5.

6.2. GPR

The posterior for yield obtained with the method discussed in Section 5.2 is shown in Fig. [7} along with the
experimental data. Figure [7] shows the reduction of uncertainty relative to the prior as obtained from the GPR
approach. The method is able to empirically indicate potential model forms that could be explored in the future to

account for uncertainty in the yields, especially at higher temperatures. Additionally a joint posterior distribution
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consistent values of parameters 77 and T». The data provided by the same test are grouped with the same color. Horizontal bars represent

the particle temperature interval at each sampling point, determined by CFD analysis.

was obtained for the parameters ¢ and f.o.,. This posterior was sufficiently narrow, that the maximum-likelihood
estimate was considered sufficiently accurate for these two parameters. The posterior mode was located at: € = 0.058
and .oy = 677 K. Until data is available in such temperature regions, it will be difficult to compare potential model
forms and reach definitive conclusions. Even if experimental data of pure devolatilization does not become available
in the near future, model forms such as those suggested could be tested within multi-physics simulations against
data forms available for comparison at that scale. The boiling point of graphite, nominally ~3800 K, has significant
uncertainty, due to insufficient experimental data as well as due to varying sheet size or the presence of imperfections.
The statistical analysis was repeated while varying the graphite boiling temperature by + /- 400 K. The resulting

posterior, in the temperature range of industrial interest, changed only negligibly.
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Figure 7: Prior credible interval, 95% (light shaded area), posterior credible interval, 95% (dark shaded area), for yield and experimental
data (horizontal bars, range of particle temperatures & vertical bars, experimental noise +2¢) from IPFR. The different colors of

experimental data account for the five different sampling points, as in Fig. E}
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The obtained posterior yield is subsequently compared with the yield curves provided by the models presented
in this work, see Fig. As proved by the numerical simulations presented in Section 3, the BT models fail in
the prediction of the particle conversion achieved at different heights of the IPFR. BT can be considered as a
possible model form only for temperatures above 1500 K. More experimental data are necessary to shed lights on
the devolatilization behaviour of coal particles at temperatures higher than about 1750 K, where the reduction of

uncertainty is not achieved.
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Figure 8: Prior credible interval, 95%, (light shaded area) and empirical posterior credible interval, 95%, of the yield (dark shaded area),
yield curve explicitly provided by the BT model (dashed curve), and a proposed yield curve (solid line).

Two important observations should be noted regarding the validity of the two approaches:

e the experimental error estimates found with the two methods are of the same order of magnitude: a 18%
relative error was required to ensure consistency of the new yield model, while the posterior sigma ensuring

95% confidence interval on data (2¢) is equal to 12%;

e the function evaluated through the consistency analysis is included within the posterior derived from GPR,
indicating that it can satisfactorily match the experimental data and provide reliable estimation in almost

every range of temperatures.

6.3. Final validation

The novel yield model shown in Eq. [7} with consistent parameters found through the methodology described in
Section 5.1, fits the posterior model form outlined by the GPR approach. The model was implemented in Fluent, a
fast first-order kinetics was set in order to allow the particles to reach the equilibrium, and the results are shown in
Fig. O

The results are satisfactory for all the experimental cases. The conversion values at residence times higher than
0.15 s, when the particles reach the nominal reactor temperatures, are well estimated. An underprediction of particle
conversion can be noticed at residence times lower than 0.05 s, at 1173 K and 1373 K, indicating that the presence

of a kinetically limited regime can be hypothesized where the particle temperature is still below 1000 K.
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Figure 9: Boxplots of particle conversions vs. residence times for the novel yield model at 1173 K (a), 1373 K (b) and 1573 K (c).

7. Conclusion

Two methodologies based on joint experimental and numerical investigations of coal devolatilization were used to
propose a new yield model, for application in large-scale CFD simulations. The approach was demonstrated for the
devolatilization of Sebuku bituminous coal in oxy-coal conditions, in the IFRF’s entrained flow reactor. Preliminary
CFED simulations in inert conditions provided the particle thermal histories, which were not measured during the
experiments. An analysis of the temperatures reached by the particles inside the facility led to the assumption that
chemical equilibrium occurs at the highest residence times and temperatures. CFD simulations with an empirical
(BT) devolatilization model, which includes a yield model, were then performed to identify the limitations of the
model in the prediction of coal conversion for conditions where equilibrium is reached. The BT model partially
failed to predict the particle conversion, and a procedure to improve the model performances was then required.
The uncertainty affecting the BT model parameters has been investigated using a consistency analysis performed
on the overall available dataset, i.e. the union of the experimental data, the uncertainty in the measurement and
the additional information provided by numerical simulations. The attempt to tweak the BT model through its
parameters was unsuccessful, raising the issue of the presence of model form uncertainty, i.e. the uncertainty that
exists in the process of selecting the best model from a model set.

A Gaussian-Process Regression was performed, to improve the understanding of the uncertainty associated to
the coal devolatilization process, based on the available experimental measurements. A posterior state of knowledge,
indicating potential model forms that could be explored in yield modeling, was obtained. Thus, a possible reduced
physics model for the coal yield has been proposed, based on only two parameters which were once again calibrated
using a consistency analysis against the selected quantity of interest of the problem, i.e. the conversion or yield. The
dataset was found consistent when a relative error of 18% for all the data was applied, and the consistent space of the
model parameters was provided. The model form evaluated through the consistency analysis is included within the
posterior derived from GPR, indicating that it can satisfactorily match the experimental data and provide reliable
estimation in almost every range of temperatures.

Once the model form and experimental uncertainties had been quantified with the two methods, CFD simulations
were carried out using the novel ultimate yield model with first-order kinetics. Results show promising agreement

between predicted and experimental conversion for all cases. This work shows an innovative procedure that joins
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experiments and simulations to assess both model parameter and model form uncertainty regarding, in this case, the
ultimate volatile yield. A yield model can improve the predictivity of reduced physics models for coal devolatilization.
The procedure can be simply applied to alternative coal types, to derive scale-bridging models describing both kinetic
and thermodynamic aspects, as different model forms can be chosen and evaluated. As model-form uncertainty exists
and has been evaluated, also instrument model-form uncertainty subsists and can be assessed. The term “instrument
model” refers to all the physical sub-models in both the experimental scenarios and the numerical simulations. The
uncertainty associated with the instrument modeling and how it propagates through the process will be further
investigated by the authors in their future work.

The process has the potential for continuous refinement, e.g., the inclusion of experimental data provided at
temperature higher than 1600 K could greatly reduce the uncertainty in the model form for higher temperature
applications, as it has been illustrated through the GPR approach. Moreover, the focus on a large validation
dataset will ensure, in a Bayesian perspective, predictivity with uncertainty quantification for a validated model.
The procedure described in this work turned out to be useful and valuable for the assessment of the “goodness” of
experimental data and the quantification of the sometimes underestimated experimental error, and its strength lies
in its applicability for different experimental facilities and scenarios, in a wide range of scales and fields, other than

combustion science.
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