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ABSTRACT: The incineration of municipal solid waste (MSW) is an Surrogate Model
. P P ry Waste (MSW) 188 species /

during combustion, numerical models that account for varying waste streams 3207 reactions
and their impact on nitrogen oxide (NO,) formation are needed. In this
work, the representation of the fuel by surrogate species is adopted from
liquid fuel and biomass combustion and applied to solid waste
devolatilization and combustion. A surrogate formulation including biomass Solid phase:

components, protein, inorganics, and plastic species is proposed, and a 35 species / 38 reactions
comprehensive description of the heterogeneous and homogeneous reactions
is developed. The presented work combines and extends available schemes
from the literature for woody and algae biomass, coal, and plastic pyrolysis. The focus is set on the prediction of fuel NO, and its
precursors, including cyclic nitrogen-containing hydrocarbons. Additionally, the interaction of NO, with sulfur and chloride species
is accounted for, which are typically released during the devolatilization of MSW. The model allows for predicting thermogravimetric
analysis measurement of waste fractions and different waste mixtures. The proposed kinetic mechanism well reproduces NO,
formation from ammonia and hydrogen cyanide and its reduction under selective non-catalytic reduction conditions. The chemical
model is successfully applied to predict the released gas composition along a grate-fired fuel bed using a stochastic reactor network.

1. INTRODUCTION emissions during combustion by control of the operating
conditions, such as air staging or reburning, and secondary

Municipal solid waste (MSW) emergence is increasin
§ measures, i.e., cleaning of the flue gases after the combustion,

worldwide and is predicted to grow further in the future.

Therefore, efficient waste stream management has become are commonly applied nowadays. Thanks to their high
more important from an economic and environmental point effectiveness, secondary measures are advantageous, but their
of view. Thanks to its benefits over landfills, the capacities of operation is expensive. Therefore, the additional use of
MSW treatment by incineration are growing in China” and primary measures is still important. To improve primary
Europe. For the European market, this development is measures or develop a new low emission methodology, the
addressed and supported by the European Landfill Directive.’ complex emission formation and their determining factors
In waste-to-energy (WtE) plants, heat and power is generated have to be further investigated. Emission and precursor
from wastes, while at the same time, the mass and volume of measurements are carried out to gain further insights. Still, as
the waste that must be landfilled are reduced. Further, the a result of the large size of waste incineration plants and
incineration process reduces environmental risks compared to limited access to the furnaces, species concentration measure-
landfills, e.g, by reducing the emission of greenhouse gas ments are usually limited to a certain range of the fuel bed and
methane (CH,)." However, just as with every combustion some single selected points in the flue gas. For example,
process, waste incineration emits harmful substances. Nitrogen Jepsen et al. and Bojer et al.” reported species measurements

oxides (NO,) are of significant concern because they act as an
acid rain precursor and in the formation of photochemical
s.mog.5 MSW contains a wide variety of materials, e.g, food
and other organic wastes, different papers, plastics, metals, and
composite materials. During combustion of this diverse
mixture, corrosive or poisonous species, such as sulfur oxides

above the grate of full-scale WtE plants using water-cooled
probes with a length of up to 6 m. Jepsen et al.” measured
major combustion products and fuel NO, precursors at four
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(SO,), hydrochloric acid (HCl), and dioxins, are emitted Received: October 17, 2020
besides typical combustion byproducts and emissions. These Revised:  February 1, 2021
emissions are strictly regulated, and flue gases are cleaned Published: February 11, 2021

according to regulations before released into the atmosphere.
To fulfill the rules, primary measures reduce the formed
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points along the grate, and Bojer et al.” detailed corrosive
species at five incidences. Razmjoo et al.® presented species
concentrations within the fuel bed of a comparable small plant
and woody residues.

Numerical modeling can help extend the available data by a
comprehensive analysis of the combustion process of the
combustion chamber. Detailed studies with a focus on NO,
are, e.g, presented by Jell et al” and Frank et al'® To
investigate the NO, emission formation, it is clear that the
emission chemistry has to be mathematically described and
implemented into numerical simulations, starting from
devolatilization in the fuel bed to NO, precursor formation,
throughout the entire process to the conditions in aftertreat-
ment units.

The devolatilization kinetics of MSW are usually
determined by thermogravimetric (TG) analysis, which
measures the weight loss under pyrolysis conditions, and
differential thermogravimetric (DTG) analysis, from which
reaction rate parameters can be found. The rate of mass
conversion can be determined by''

-E,
RT

da "
3 =A exp( )(1 - a) )

where A is the frequency factor, E, is the activation energy, T
is the temperature, R is the universal gas constant, @ is the
mass conversion rate, and t is the time. For the kinetic rate
estimation, different approaches are pro%)osed.11 Examples are
the nonlinear least squares algorithm,1 the Avrami—Eroffev
equation,"” and the modified integral Coats—Redfern method
for non-isothermal reaction conditions.'* Typically, the
reaction parameters are determined for a specific waste
sample or material, such as juice cartons, wood type, or paper
quality. Their decomposition is then described by a global
heterogeneous decomposition step and global cracking or
decomposition pathways, includin$ tar, gases, and char."" This
approach is widely used for MSW'>~*° but lacks the flexibility
to describe and interchange the solid fuel composition to
predict changes in released gas and tar species compositions
and emission precursors as a function of varying waste
streams. The use of surrogate species and a corresponding
detailed chemistry scheme can overcome this descriptive
character and direct simulations toward predictive results. The
concept of surrogate species is well-established in liquid fuel
combustion. In extreme cases, only one surrogate species, e.g.,
n-heptane, represents the hundreds to thousands of different
diesel fuel species. The underlying idea is that the surrogate
fuel aims to represent the main chemical and physical
properties of the true fuel to emulate its combustion behavior.
In liquid fuel combustion, this concept is not only used to
replicate the commercial fuel in numerical simulations but also
to design standard and reference test fuels. In comparison to
liquid fuel combustion, solid fuels and, specifically, waste
streams are characterized by the variation and heterogeneity of
the materials, and consequently, an even larger number of
elements and species have to be considered in a modeling
approach. The concept of a surrogate fuel has been
successfully applied to represent woody biomass by Ranzi
and co-workers”' ~** and Anca-Couce and co-workers”"** and
algae biomass by Debiagi et al.”® The potential and need for
the use of surrogate species in solid fuel combustion are not
limited to the solid-phase description but is also needed for
the released gas and tar species, as highlighted by Znidarcic et
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al.”” for the simulation of sewage sludge and Mehrabian et
al.”® for biomass simulation. Often, the released gas mixture is
represented by syngas or mixtures with up to C, species,
which are much smaller than expected tar species in solid fuel
combustion and, consequently, have different activation
energies and ignition delay times and might not include
intermediate species that are potential emission precursors. To
model MSW, the surrogate blend should represent the main
combustion characteristics of the fuel. Desirable properties are
(1) the composition according to the ultimate component
analysis (UCA), (2) the lower heating value (LHV), and (3) a
range of representative tar species, including aromatic and
nitrogen-containing species. The UCA composition represents
the contents of carbon, hydrogen, and oxygen, which make up
most of any waste mixture. Their ratio can be correlated to
the lower heating value of the fuel and, therefore, the heat
release. According to the UCA, one can also assign nitrogen
and corrosive species to the surrogate. The nitrogen content is
considered a key characteristic because the dominating NO,,
formation pathway is fuel NO,.”> The mass contribution of the
corrosive species, such as sulfur and chlorine species, is
negligible in waste streams. Still, their formation and corrosive
characteristics may lead to an upper temperature limit in the
waste incineration plants, e.g, in the superheaters, for
protective measures. Therefore, the release of corrosive
species is linked to the electrical efficiency of plants. Further,
sulfur and chlorine have been shown to limit or catalyze the
further oxidation of CO**° and interact with NO, chemistry
by their impact on the formation of H, O, and OH
radicals.”’ > They are also involved in joint reaction
pathways, nitrosyl chloride formation,””> and reactions
between SO, and NO, species.’® These findings suggest that
the mathematical description of the gas phase in WtE plants
should include those species.

The description of the fuel through a surrogate blend also
enables the use of a more detailed description of the gas
phase, including tar species. As introduced by Ranzi and co-
workers”' ~>* for biomass, in such a combination, the gas-
phase species and reactions are described by species up to Cy;
and hundreds of reactions. This degree of detail of
intermediate species allows for the introduction of models
that describe species formation based on available inter-
mediate species, precursors, and the local radical pool. In WtE
applications, most NO, is emitted as nitrogen monoxide
(NO), which is formed during combustion, and later under
atmospheric conditions oxidized to mainly NO,, with small
amounts of N,0.” NO can be produced by different
mechanisms and species. Fuel NO, is a product of NO,
precursors, such as ammonia (NH;) and hydrogen cyanide
(HCN). The precursors are released during devolatilization
and further oxidized to N, or NO depending upon the local
temperature and stoichiometry. Additionally, some NO can be
released directly by the solids in a first initiating step.”®
Thermal NO, contributes less because the local temperatures
over the fuel bed of waste incineration plants are usually too
low for the thermal NO, window of 1400—1800 K;® hence,
thermal NO, is mainly formed in local hot spots caused by the
secondary air injection further up the combustion chamber.”
To a small amount, NO, is formed by the N,O mechanism®”
or via NCN, which is a result of the CH radical break up of
the triple bond of N, molecules (prompt NO,).** Several
detailed gas-phase mechanisms that offer a description of the
different NO, formation mechanisms are available in the

https://dx.doi.org/10.1021/acs.energyfuels.0c03485
Energy Fuels 2021, 35, 7030—7049


pubs.acs.org/EF?ref=pdf
https://dx.doi.org/10.1021/acs.energyfuels.0c03485?ref=pdf

Energy & Fuels

pubs.acs.org/EF

literature.”~** Respecting the conditions above the fuel bed,
they capture the NO, formation during reburning, staged
combustion, and in selective non-catalytic reduction (SNCR)
units. However, those schemes do not include corrosive
species that can impact the NO, formation in the free broad
of a WtE plant.

In this work, to the best knowledge of the authors, a
surrogate formulation for MSW is presented for the first time.
The model consists of a comprehensive description of the
devolatilization and heterogeneous and homogeneous reac-
tions for solid waste incineration. The model is based on
available reports for biomass components from the literature
and extended by knowledge to plastic and coal pyrolysis.
Furthermore, a method for the surrogate formulation is
proposed. The gas-phase chemistry model aims to include
representative tar species and NO, formation, including
models for fuel NO, and interaction reactions with sulfur
and chlorine species. The manuscript is structured as follows:
first, the selected surrogate species are presented and validated
individually. The introduction and validation of species and
submodels are split into sections for biomass species, products
from reactions with inorganic components, and plastic species.
Second, the methodology to formulate surrogate mixtures is
presented and validated against composite materials and MSW
mixtures. Third, the gas-phase chemistry compilation,
including submodels and a model reduction strategy, is
discussed. In the last step, the developed reaction scheme is
employed to predict the species release along a grate-fired fuel
bed of a typical waste incineration plant. For this simulation, a
reactor network approach consisting of stochastic reactors that
account for solid, pore, and gas-phase kinetics and
inhomogeneity within the fuel bed is applied. The prediction
is validated against data from the literature for NO, and its
precursors, sulfur, and chlorine species. Before the paper is
concluded, the limitations and potentials of the presented
approach are discussed.

2. CHEMICAL MODEL

MSW is a heterogeneous mixture of food and other organic
waste, different types of paper and cardboard, various plastic
components, inorganic species, metals, and composites of
those materials. The aim of the developed chemical model for
MSW incineration is to describe the gas release of this
heterogeneous fuel mixture, the reactions of released gases,
and emission formation in the gas phase. The emphasis is on
NO, chemistry, including thermal, fuel, and prompt NO,
pathways and their interaction with sulfur and chlorine
species. The solid-phase scheme combines reaction schemes
for woody biomass and algae pyrolysis, includin§ reaction
products from inorganic species and metaplastics” (gaseous
species captured in the solid structure), coal conversion, and
single plastic species. Metals and glass are neglected because
they contribute little to the heat release. Chlorine species with
up to 9000 mg/L** and sulfur species with up to 130 mg/L*
are only present in small amounts in MSW, but their species
are linked to NO chemistry31_36 and, therefore, need
consideration. Hence, the included elements are carbon (C),
oxygen (O), hydrogen (H), nitrogen (N), chlorine (Cl),
sulfur (S), and silicon (Si) (ash).

The developed chemical model is based on the scheme by
Ranzi et al,”” which provides the modeling of devolatilization
of woody biomass and the subsequent reactions in the gas
phase. The heterogeneous reaction scheme is extended with
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nitrogen-containing species to model fuel NO,, formation from
biomass and plastic components, by a plastic containing
chlorine, and species that account for the release of sulfur- and
nitrogen-containing products of heterogeneous reactions with
inorganics. The gas-phase mechanism is correspondingly
extended to contain NO, and NO, precursor chemistry
(NH; and HCN) and cyclic nitrogen-containing species,
sulfur, and chlorine chemistry. The model components are
chosen according to the following criteria: (1) well-validated
in the literature, (2) a small absolute number of species and
reactions, and (3) if possible, from the same research group
for consistency. The extension for the solid-phase description
is presented, followed by the proposed surrogate formulation
and the gas-phase scheme.

2.1. Heterogeneous Reactions. A MSW mixture can be
divided into material fractions. The fractions considered in the
presented model are food and organic wastes, textiles, papers
and cardboard, plastics, and inorganic components. Food and
organic leftovers are modeled using surrogate species for
woody biomass and protein.

Food waste, such as vegetables and fruits, meat, and other
organic waste (e.g., resulting from landscaping and gardening,
wood chips, and wooden consumer goods) include to a large
extent the basic modules of plants, which are cellulose,
hemicellulose, and lignin. Green biomass, fruits, seeds, and
meat also contain protein, starches, sugars, and lipids. From
this group, only proteins are included in the model. Starches,
sugars, and lipids have the same concentrations in a MSW
mixture as the wood components mentioned above. Still, they
do not release significantly different tar and gas species but
mainly oxygen-containing tar species, small aromatic species,
and typical pyrolysis products (H,, CH,, and C,H,)*® nor do
they contribute to critical phenomena, such as the fuel NO,
formation from nitrogen-containing species, such as, e.g,
protein. Textiles and papers are bio-derived materials that
contain to a large extent wooden fibers. Hence, woody
biomass surrogate species can also represent these materials.
Plastics release a significant amount of aromatic species and
have different functional groups than bio-derived streams.
They typically do not include oxygen or, if so, only in little
amounts but can consist of nitrogen or chlorine functional
groups depending upon their application purpose. The model
consists of the most common plastics in MSW streams
[polyethylene (PE), polypropylene (PP), and polystyrene
(PS)] but also polyamide (PA) and polyvinyl chloride (PVC)
to model fuel NO, and chlorine release, respectively.
Inorganic waste components are not directly modeled in the
presented scheme, but their product gases of heterogeneous
reactions are included. In this way, e.g,, the sulfur content of a
MSW mixture can be modeled. Modern products and wastes
are often composites. For example, newspapers, including
mainly wood fibers and inorganic components in the printing
ink, and packaging or wrappings, have several layers made of
paper, plastics, metals, and glue. The surrogate concept
assumes that those materials can be represented by a mixture
of the previously mentioned surrogate species that capture the
overall combustion behavior, release representative tar species,
and mimic the emission characteristic of those materials.

The presented mathematical description of the waste
surrogate is based on simplified single- and multi-step
reactions to describe devolatilization. Still, the model is
based on the concept of experimentally derived apparent
reaction rates, but instead of determining these apparent

https://dx.doi.org/10.1021/acs.energyfuels.0c03485
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reaction rates for a specific MSW mixture, the rates describe
the decomposition of single surrogate species. This concept
allows for the combination of the surrogate species to
represent any waste mixture flexibly. Consequently, the
solid-phase scheme consists of a much lower number of
species and reactions than that of the detailed gas-phase
model, which follows kinetic measurements and fundamental
rate estimations for elementary reactions. The main aim of the
developed surrogate and solid-phase model is to model the
mass conversion from solid to gas phase accurately and to
provide representative key characteristics of the released gases,
which are different tar types, nitrogen- and oxygen-containing
and aromatic species, other functional groups following the
concept of group contribution methods, and emission
precursors (NH;, HCN, sulfur, and chlorine species). All
surrogate species and their primary purpose in the surrogate
model are listed in Table 1.

2.1.1. Biomass Surrogate Species. For the biomass
fraction, the reaction scheme by Ranzi et al,,”* which includes
18 species and 23 reactions, builds the base and is adopted
here entirely and unchanged. The included surrogate
components are cellulose (CELL), hemicellulose (HCE),
and lignin species with different C/H/O ratios denoted LIGg,

Table 1. Solid Surrogate Species

reference reference
species description reactions reaction rates
Biomass Species
cellulose, CELL biomass component Ranzi et Ranzi et al.*
al 22
hemicellulose, biomass component Ranzi et Ranzi et al.”>
HCE al?
lignin, LIGq lignin rich in oxygen Ran%i2 et Ranzi et al.”>
al.
lignin, LIGy lignin rich in hydrogen Ran%i2 et Ranzi et al.”>
al.
lignin, LIG¢ lignin rich in carbon Ranzi et Ranzi et al.*
al”?
protein, PROT nitrogen content in Debiagi et~ Debiagi et al>®
biomass al>®

Inorganic Species”

CO,i release of CO, from Debiagi et Debiagi et al?®
inorganics al?®
NH;i release of NH; from Debiagi et Debiagi et al.”®
inorganics al*®
(H,S SO, COS)i release of H,S, SO,,
and COS
Plastic Species
polyethylene, PE  typical plastic species Wu et al.*
polypropylene, typical plastic species Wu et al.*®
PP
polystyrene, PS high release of Wu et al.*®
aromatics
polyamide, PA fuel NO from plastics Herrera et al.*’
polyvinyl release of HCI Wu et al.*®
chloride, PVC
Other Species
H,0(S) moisture content Ranzi et Ranzi et al.*
al.
ash ash content fuel Ran%i2 et Ranzi et al.”>
al.

“The term ”inorganic species” here means representative surrogate
species that account for the release of product gases of heterogeneous
reactions of inorganic species with the gas phase. The inorganic
species themselves and their reactions are not included in the model
description.
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LIGy, and LIGq. Further, gaseous species trapped in the solid
phase (metaplastics), G{CO}, G{CO,}, G{COH,} and
G{H,}, char (Cg), and moisture (H,Og), are comprehended.
The nitrogen content in biomass wastes is represented by the
su§§ested surrogate species for algae pyrolysis by Debiagi et
al.”° From this scheme, the protein PROT (C,40Hg000150Ns6)
is chosen because it releases a larger amount of NH; than
HCN, which corresponds to the ratio found in MSW
mixtures. For this implementation, the set of metaplastics is
extended by G{NH,;} and G{HCN}.*® The reactions are
given in Table 2. Please note that the reactions by Debiagi et

Table 2. Protein Species and Reactions Included in the
Solid-Phase Mechanism®

reaction A (s n  E, (kJ/mol)
PROT — SPROT, + 27NH; + 7HCN +  1.00 x 10* 0.00 64.9
20.75G{H,} + 2L.5CH, + 70C,H, +
23.5H,0 + 0.5NO + 0.5pyrrole +
0.Spyridine + 0.5C;H,0,
PROT, — 27char + 2chary + 1.0833CH,  1.00 X 10°  0.00 62.8

+ 3G{NH,} + 1.5G{CO} + 22H,0 +
0.Spyrrole + 0.Spyridine + 0.5C3H,O, +
0.5NO

“Reactions and rates by Debiagi et al.*®

al.”® include the species TARy (C,3H;50;N,) that is assumed
to be an equimolar combination of C,H;N, C;H,ON, and
C,H4O,N,. For the oxygen-containing species, no suitable
gas-phase chemistry is available in the literature. However, for
the representation of nitrogen-containing tar species released
during coal pyrolysis, pyridine and pyrrole are suggested,.*’
From liquid fuel combustion, detailed reaction schemes for
both species are available in the literature, for pyridine
(CsHN) by Alzueta et al.** and for pyrrole (C,H;N) by Wu
et al.”” Toward the use of those gas-phase mechanisms, TARy
is replaced here by

TARy = HCN + NO + pyrrole + pyridine + C;H,0,

)
To balance the stoichiometry, HCN and NO are chosen
because they are present in the decomposition reactions for
proteins®® and C;H,0,. C;H,0, is employed because it is
present in the gas-phase mechanism by Ranzi et al,** so that
no other gas-phase reactions have to be added to represent
the ketone group, following the concept of group contribution
theories. This reformulation of the decomposition reaction of
TARy results in a 35% decrease in the heat of combustion of
the product mixture. However, because only 0.09 mol of
TARy is formed per mole of PROT, this reduction is
considered acceptable here.

The mass loss under thermogravimetry (TG) conditions is
validated against experiments available in the literature for all
biomass surrogate species. For this comparison, the stochastic
gasification module available within LOGEreserach version
1.0 and introduced by Weber et al.”® is employed. In this
model, the reactor volume is discretized into non-dimensional
virtual packages, called stochastic particles. Each of the
stochastic particles contains a certain amount of solid mass,
pore gas in the solid, and bulk gas. During a stochastic mixing
step, the bulk gas of randomly selected particles is mixed to
their mean. Heat can be transferred from the reactor walls,
which serve as boundary conditions, and between solid
particles. The heat transfer coeflicients are calculated using
Nusselt laws. In each time step, the chemistry is integrated

https://dx.doi.org/10.1021/acs.energyfuels.0c03485
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Figure 1. TG experimental curves at 5 K/min for cellulose, hemicellulose, and lignin by Zhao et al.*° and at 10 K/min for BSA (albumin and
bovine) protein by Francisca et al.’>’ Model predictions show the solid mass loss of the corresponding initialized surrogate species (given in the

legends) over the temperature range of S00—1000 K.

within each of the stochastic particles. In this chemistry step,
the devolatilization reactions, surface reactions, and gas-phase
kinetics are solved. The solid mass is reduced using the
reaction source rates of drying, devolatilization, and
heterogeneous reactions. According to the calculated mass
loss, the representative diameters of the solid particles are
updated. For a detailed discussion and the solved set of
equations, the reader is referred to Weber et al.”* and Netzer
et al>* For the chemistry model validation, a set of
simulations for each surrogate species is carried out. For
these simulations, the solid mass is set to consist of one
surrogate species only. The temperature within the reactor is
initialized by 300 K, and the wall temperature is initialized by
2000 K. In the model, the bulk gas and solid mass are heated
by radiation from the wall and heat transfer between random
selected stochastic particles. The heating results in a fixed rate
of 12.5 K/min. For the simulations, reactors with a volume of
1 L are chosen. The initial solid mass is set to 10 mg, and the
air flow rate is set to 1.15 g/s. During the simulation, the
initialized surrogate species will be transformed as specified in
the reaction mechanism; e.g., HCE first transforms to HCE,;
and HCE,, which then result in tar and gas species,
metaplastics, and char. For the tree lignin surrogate species,
their equimolar weighted sum, denoted by “sum LIG” in
Figure 1c, is compared to the measurement rather than the
single surrogate species. Figure 1 shows that, for all biomass
surrogate species, the weight loss (actual mass over initial
mass, w/w,) is predicted well compared to the experiments.
2.1.2. Inorganic Surrogate Species. To account for the gas
products from heterogeneous reactions of inorganic species,
the model for CO, and NHj release of algae biomass by
Debiagi et al.?® is added to the reaction set. For MSW waste, a
more considerable amount of NHj is usually released than
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NO.*’ This ratio is reflected in the model by changin§ the
species G{NH; NO} in the scheme by Debiagi et al.” to
account only for NH; release. The new species is denoted
with NH;i, and released NH; can form NO in the gas phase
downstream. The reaction rate is adopted unchanged. In
analogy, a compound to model the release of sulfur species is
formulated in this work using knowledge from coal pyrolysis
and combustion. In coal, sulfur is bonded in inorganic, mostly
FeS,, and organic structures. The amount of inorganic bonded
sulfur is 50—70% larger than the organic amount.” During
pyrolysis and combustion conditions, FeS, is reduced through
heterogeneous reactions at low temperatures (600—650 K) by
O,, at temperatures of >750 K by H,, at temperatures of
>1050 K by CO, and at temperatures of >1250 K by C
atoms.>

FeS, + O, — FeS + FeSO, + Fe,(SO,); + Fe,0; + SO,

3)
FeS, + H, — FeS + H,S (4)
FeS, + CO — FeS + COS (5)
FeS, + C — Fe + CS, (6)

As a result of the small amount of sulfur in coal (<3 wt %)
and waste mixtures (<1.5 wt %°°), all sulfur is in the
developed reaction scheme modeled by a surrogate species
and the iron-containing species are not included. In analogy to
the species CO,i and NHii, the species (H,S SO, COS)i is
formulated. In a two-step reaction pathway from this species,
SO,, H,S, and organic COS are released to the gas phase.
Duan et al.”” measured released sulfur species from coal in
nitrogen (N,) and carbon dioxide (CO,) atmospheres and
found for different temperatures (973—1273 K) an increasing

https://dx.doi.org/10.1021/acs.energyfuels.0c03485
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Figure 2. Model predictions of the solid mass loss for the inorganic species and mass yield in coal pyrolysis: (a) measured mass loss of sulfur in
fixed-bed pyrolysis of raw Bowman’s coal at different temperatures by Zhou et al.>® and (b) experimental results for pyrolysis yields of sulfur-
containing species in a CO, atmosphere by Duan et al.*”” at 1073 K.

Table 3. Surrogate Species Representing Gas Products from Inorganic Species Reactions

reaction A (s n E, (kJ/mol)

CO,i*® = CO, 1.00 x 107 0.00 159.0

NH,i*® - NH, 2.50 X 10'° 0.00 116.3

(H,S SO, COS)i — (H,S COS)i + SO, 1.00 x 10° 0.00 100.0

(H,S COS)i — H,S + COS 1.00 x 10° 0.00 60.0
trend in released SO,, H,S, and COS. It should be noted that,
even though oxygen is not present in either pyrolysis H H H CH, HCL H H o
atmospheres, SO, is found in the product gases. The total - S Ll Lt 'll—ré*g
amount of those species is within +2% in mass yield, similar L] b A dh W
to each other. Therefore, in the present model, the species are n n n n S5 N

PE PS PP PVC PA

assumed to be released in the same amount and CS, is
omitted. As a result of the findings and assumptions, the
release of sulfur species is formulated as

(H,S SO, COS)i — (H,S COS)i + SO, @)

(8)

The reaction rates are set to replicate the measurement by
Zhou et al,’® as shown in Figure 2, and they are given in
Table 3. For comparison, Figure 2 also shows the predicted
mass loss for CO,i and NH;i and will be further discussed in
the Application section. Figure 2b shows the mass yield of the
released sulfur and nitrogen species from coal. Coal is
modeled here by the mixture NH,i = 1.56, CO,i = 0.04, (H,S
SO, COS)i = 4.0, Cg = 74.96, G{CO} = 7.63, G{COH,} =
741, and G{H,} = 4.39 in mass percentage to fulfill the UCA
measurement reported by Duan et al.”” In the experiment, the
mass yield of coal pyrolysis in a CO, atmosphere was
measured. HCN was measured and reported, while in the
model, NH; is released.

2.1.3. Plastic Surrogate Species. The plastic fraction is
modeled to contain the most common plastic species in
MSW, i.e., polyethylene (PE), polypropylene (PP), polystyr-
ene (PS), and polyvinyl chloride (PVC). A polyamide (PA)
species, here polycaprolactam also called nylon 6, is chosen to
account for nitrogen-containing compounds. The main
structural groups of the included plastics are shown in Figure
3. TG measurements show that these plastics can be divided
into two groups. The first group includes PE, PP, PS, and PA.
These plastics are devolatilized over a relatively short interval
of 100 K with no solid residue.”® In contrast, the second
group, which includes halogenated plastics, in this work, PVC
only, has a more complex devolatilization behavior over a
broader range of temperatures, with a double-step weight loss

(H,S COS)i — H,S + COS
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Figure 3. Overview of the structural groups of the considered
plastics.

and residue formation.”” Detailed chemical considerations
describing the pyrolysis of plastics, including radical
formation, propagation, and determination reactions, and
different polymer structures are available for PE,** PS,°° PP,**
and PVC.’”®" However, such models are very complicated
and not feasible to be incorporated in this work. Hence, for
the first group of plastics (PE, PP, PS, and PA), a one-step
devolatilization reaction is formulated using the concept of
apparent reaction rates that replicates the gas release from
experiments on a global level. While reaction rates for these
apparent one-step reactions are available in the litera-
ture,">***” models for their stoichiometry are not reported.
Therefore, their decomposition reactions are formulated using
measurements from literature and, if possible, gas-phase
species in the reaction scheme by Ranzi et al.”* to keep the
total number of species and reactions to a minimum. Various
tar and gas species are released from plastics as a function of
the devolatilization temperature. Generally, the released tar
fraction (>C;) contains between 70 and 99 wt % aromatic
species and between 0.5 and 22 wt % non-aromatic species.’”
About 80 wt % C;—C, species are constituting the major part,
while larger species are about 20 wt %.°> In experiments, the
identified hydrocarbons are benzene, toluene, naphthalene,
their methyl appearance, and cycloalkanes and alkanes up to
C10." The gas fraction contains among others about 8 wt %
methane (CH,), 10 wt % ethane (C,Hy),10 wt % ethene
(C,H,), 30 wt % C, species, 20 wt % C, species, 10 wt % Cg
species, and 10 wt % C4 species.”” The reactions in the
presented model are formulated to represent those ratios of
tar and gas species. Their formulation represents a general

https://dx.doi.org/10.1021/acs.energyfuels.0c03485
Energy Fuels 2021, 35, 7030—7049


https://pubs.acs.org/doi/10.1021/acs.energyfuels.0c03485?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.0c03485?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.0c03485?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.0c03485?fig=fig2&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.0c03485?fig=fig3&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.0c03485?fig=fig3&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.0c03485?fig=fig3&ref=pdf
https://pubs.acs.org/doi/10.1021/acs.energyfuels.0c03485?fig=fig3&ref=pdf
pubs.acs.org/EF?ref=pdf
https://dx.doi.org/10.1021/acs.energyfuels.0c03485?ref=pdf

Energy & Fuels pubs.acs.org/EF
Table 4. Pyrolysis Products in Weight Percentage”
literature model formulation
tar gas solid tar gas solid
PE 51-95 5—-24.2 0-7.5 65 33 2
PS 89.5-90 2.5-10 0—4 89 10 1
PP 48-92 4-49.5 0.12—13 49 50 1
PA 30.9—40.8 40.1-63.8 0 60 39 1
pPvC 12.3—-12.79 58-87, including HCI 30 12 74 13

“Data for PE, PS, PP, and PVC are from Anuar Sharuddin et al.,63 and data for PA are taken from Michal et al.%* (PA-6 and PA-7 at 1043 K).

composition under the assumption that larger tar species are
fast enough broken up to be negligible. Consequently, species
such as toluene, styrene, and larger alkanes are neglected to
keep the size of the mechanism low, given that their
consideration needs a detailed set of gas-phase reactions.
However, following the concept of group contribution
methods, their structural groups (methyl group and aromatic
ring) are represented using species included in the gas-phase
scheme. The main included species are small hydrocarbons
C,H, CH, and I-CiH,, and aromatic species benzene
(C¢Hg) and naphthalene (C;oHg). Furthermore, the cyclic
nitrogen-containing species pyridine (CsHsN) and pyrrole
(C,HN) are included to model PA. Further, HCl is included
to model the decomposition pathway of PVC. Small species
[HCN, NO, H,, and char (Cg)] are used to align the
stoichiometry. Their speciation represents the known ratio of
released tar (oil), gas, and solid fractions from pyrolysis
experiments summarized by Anuar Sharuddin et al.*® and
given in Table 4. For this derivation, all species with a
molecular mass larger than C4Hg are considered to be tar.
Char represents the solid phase, and all remaining species are
assigned to gas species. Note that, in the devolatilization
reactions, the same product composition is released for all
temperatures and equivalence ratios. Still, the tar species are
cracked and oxidized following the detailed gas-phase
reactions for the local conditions.

PE is known to release aromatic species and small
hydrocarbons. Here, they are modeled by benzene (CgHj)
and naphthalene (C;yHg) and by the structural main group
C,H, of PE and methane, respectively. The presented model
does not distinguish between high-density polyethylene
(HDPE) and low-density polyethylene (LDPE). They differ
in the number of links between the polymer chains and,
therefore, properties, such as density, ductility, or tenacity.
However, their main polymer chain (CH,—CH,), and
stoichiometry are the same. For the formulation of the
speciation reaction, five units (n = S) of the structural element
of PE (CH,—CH,), are used.

(CH,—CH,), — 0.25C,H, + 2.25CH, + 0.75C,H,

+ 0.25C,gHy + 1.7SH, + 025C;  (9)
Gases released by PS have the highest amount of tar species
and the lowest amount of gas (Table 4) as a result of the
phenyl constellation in its structural group (CHC,H;—CH),
(Figure 3). In the scheme, this is modeled by a higher amount
of benzene and naphthalene compared to PE and 2-methyl-2-
butene (I-CsH,,) instead of methane.
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(CHCGHS_CHZ)S
— 0.5I-C;H,, + 0.6C,H, + 3C;Hy + 1.8C, Hg

+ 0.1H, + 0.3Cg (10)

In addition to the aromatic species, PP produces n-propyl
(CHCHCH,;) and 2-methyl-2-butene to represent species
with a methyl group (CHCH;—CH,),.

(CHCH,—CH,), — 0.5I-CgH,, + 1.25CH, + 0.5C,H,
+ 0.5C,,Hg + 4H, + CHCHCH,

(11)

The amide group in PA includes nitrogen and oxygen atoms
that are not present in the previously discussed plastics. From
experiments, it is known that, under pyrolysis conditions,
nylon 6 releases mainly caprolactam (Cg¢H;;NO).*” For the
same reasons as discussed for the protein species, this cyclic
component is represented by pyridine (CsHN) and pyrrole
(C4H;N) in the model. This assumption is introduced to keep
the gas-phase chemistry scheme reasonably small and aim for
the release of fuel NO, precursors. Because pyridine and
pyrrole do not contain oxygen, additional species from the
gas-phase mechanism by Ranzi et al.”” are chosen: ketene
(CH,CO) representing the ketone group as well as CO and
NO to balance the stoichiometry. The functional group
(NH—[CH,];—CO), is decomposed into

+ 0.25C

(NH—[CH,];—CO);
— 2C,HN + CHN + CO + 4H, + 2CH,CO

+ 5.53CH, + 2NO + C¢Hg + 0.5C¢ (12)
The reaction rates measured by Wu et al.*¢ for PE, PP, and PS
and Herrera et al.*’ for PA are employed. The discussed
reactions for plastics and their rates are summarized in Table
S. The same simulations as introduced for the biomass species
are performed using stochastic reactors and initializing only
one surrogate species. The predicted weight loss captures the
measured TG curves well in Figure 4. Note that the plastics
are modeled with a single decomposition reaction and that, in
the setup of the gasification module, it is solved for the steady-
state solution for the set temperature. Hence, the model setup
does not account for the dependency upon the heating rate.

PVC has a more complex decomposition behavior than the
previously discussed plastics. In the first step, during the
dehydrochlorination, HCI and solid polyene structures are
released.®! During this process, benzene, naphthalene, and
phenanthrene C,,H, are released in addition to HCL®" In the
second step, the polyene molecules rearrange in the melt,
form char residues, and release tar species. In this step,

https://dx.doi.org/10.1021/acs.energyfuels.0c03485
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Table 5. Decomposition Reaction Plastic Species” A — C+ gas (18)
reaction A (s7h) n E, (kJ/mol) B— C+ gas (19)

PE — 0.25C,H, + 2.25CH, + 120 X 10" 0.63 206.3
0.75C¢Hg + 0.25C,;Hg + 1.7SH, + C — gas (20)
0.25C;

PS — 0.51-CiH,y + 0.6C,H, + 500 X 10 0.50 172.0 C — char (21)
3C¢H + 1.8CoHg + 0.1H, + 0.3Cg . . .

PP — 0.51-C{H, + 1.25CH, + 630 X 10°  0.90 216.8 Hereby, A, B, C, and D are different solid species. The two
0.5C4Hg + 0.5C,oHg + 4H, + proposed reaction schemes are combined in this work. In the
CHCHCH, + 0.25Cs ; first step, PVC is split into PVC, and PVC,, representing A

PA — 2pyrrole + pyridine + CO + 1.50 x 10 0.82 210.8 ; 46 ;
4H, + 3CH,CO Y 5.53CH, + and B in the scheme of .V‘Vu et al. a.nd in an ;malogy of the
INO + CgH, + 0.5Cs hemicellulose decomposition of Ranzi et al.””

PVC — 09PVC, + 0.1PVC, 1.00 X 10" 0.00 129.7 PVC — 0.9PVC, + 0.1PVC, (22)

PVC; —» PVC, + SHCI 1.50 X 10 1.50 163.6

PVC, — 0.4PVC, + C¢Hy + SHCI 1.50 X 10' 0.00 190.0 Equations 13, 14, 15, 18§, and 19 are combined to account for

PVC, — 2C,H, + 025C,Hy + 480 X 10" 0.00 266.9 the dehydrochlorination. PVC, and PVC, both undergo

3.5Cs

“Reaction rates according to Wu et al.*® and Herrera et al.*’

alkanes, species with one aromatic ring (e.g., toluene, xylene,
and styrene), and polyaromatic hydrocarbons (PAHs) are
found in measurements.’”*"%° A one-step reaction cannot
describe this behavior as for the other plastics. Anthony®®
proposed a five-step mechanism

A - B + HCl (13)
B—-C (14)
B — volatiles (15)
C — D + volatiles (16)
D — volatiles (17)

and Wu et al.* proposed a four-step mechanism

dehydrochlorination, forming a solid residue, which is
dehalogenated and named here PVC;. During this step,
PVC, frees HCI and PVC,, additionally C4H.

PVC, — PVC, + SHCI (23)

PVC, — 04PVC, + C.H, + SHCI (24)

The solid residue PVC; decomposes in the next step into an
alkene (C,H,), the two aromatic-ring containing naphthalene,
and char (Cg). For this step, equations 16, 20, and 21 are
combined.

PVC, — 2C,H, + 0.23C, H, + 3.5Cq (25)

The further oxidation of char is accounted for in the biomass
scheme by Ranzi et al.”> The reaction rates by Wu et al.* are
adopted for the PVC decomposition steps. Figure 5 shows the
predicted weight reduction and the mass release rate of the
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Figure 4. TG experimental curves at 1 K/min (H1), 2 K/min (H2), and 5.5 K/min (H3) for low-density polyethylene, polypropylene, and
polystyrene by Wu et al.** and at 10 K/min for nylon 6 by Bockhorn et al.®> Model predictions show the solid mass loss of the corresponding
initialized surrogate species (given in the legends) over the temperature range of S00—1000 K.
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Figure 5. TG experimental curves at 1 K/min (H1), 2 K/min (H2), and 5.5 K/min (H3) for polyvinylchloride by Wu et

600

800

Temperature (K)

1000

(a) Polyvinylchloride®

Temperature (K)

900

—_ 1 : Lo.06 ——0.25
< + Expt H1 X - CH

‘ 6 '6
2 08f o Expt H2 : A\ __C.H, |02
s | % v Expt H3 80.04f / \ 24
= 06f —Model this work: PVC | o [\ — CyoHg 1015
5 3 3
g o4 Soo2;
B oa2f £ /
° | %o ] \
LB . A g 0 =

500 700 900 700 800

1000

(b) Predicted gas release rates, values for HCI
on right y-axis

prediction of the (a) solid mass loss and (b) release rate of the gaseous model components.

6
al*

and model

__16 __80 _50
X 14 ] x o 3 o o BIO1
T 12 o O 60 = 40 @ BIO2
+= 10 - - @ BIO3
c L] c ° c 30
o) Fol o) o BION
o 8 + 3] 40 © o COo2i
o 6 o O ] A % o 20 )
s B S a A (H2S SO2 COS)i
E £ o = £ 10 . + PS
S 2| a g 3 A PVC
; 0 . ; 04— 4+ g 0 A 0O A¢ D =+ e PA

0 20 40 60 80 100 0 20 40 60 80 100 0 20 40 60 80 100

= PLASTIC1

Weight percent C (%)

Weight percent C (%)

Weight percent C (%)

Figure 6. Visualization of the grid point for the linear least square fit used for the surrogate formulation and their covered areas in the hydrogen/
carbon, oxygen/carbon, and nitrogen/carbon spaces.

Table 6. Components of Biomass and Waste Fuels and Their Surrogates”

C H (6] N Cl S ash moisture LHV
birch®® 50.2 7.5 39.9 0.5 0.5 0.3 6.5"° 18.5
surrogate S1 6.1 40.6 1.2 1.1 0.3 6.5 17.6
spruce'” 474 6.3 462 0.7 0.2 69" 17.9
surrogate 43.9 5.7 42.7 0.5 0.2 6.9 16.6
oil shale (0S)"” 12.1 2.4 14.4 0.6 1.6 68.8
surrogate 12.5 1.7 14.5 0.7 1.7 68.8 14.9
newspaper (NP) S1.1 59 419 0.1 8.1 1.0 17.8
surrogate S1.8 6.1 41.6 0.3 0.2 8.1 1.0 19.3
cardboard (CB)" 48.6 6.2 45 0.1 0.1 8.4 16.9
surrogate 44.5 5.6 41.2 0.1 0.1 8.4 16.6
paper sludge (PS)"* 16.5 1.6 202 0.7 1.4 59.6
surrogate 16.5 1.6 20.2 0.7 1.4 59.6 12.7
mswi1'’ 4.0 5.7 36.6 12 7.9 0.2 7.6
surrogate 41.3 5.6 31.6 1.0 13.7 0.2 6.6 18.5
MSsSw2'® 44.7 6.0 33.72 1.7 7.5 0.7 6.7
surrogate 47.5 5.8 29.4 1S 12.8 0.6 5.8 19.5
MSw3*® 312 4.4 18.4 1.1 0.7 0.2 16.6 27.5 13.5
surrogate 31.1 44 18.4 1.1 0.7 0.2 16.6 27.5 13.4

“Values in wt % and LHV in MJ/kg. Values for MSW1 and MSW2 are recalculated to account for chlorine.

gas-phase species. Both predictions align well with the TG
measurements and with the reported release ranges by
Anthony:®° HCI is released over 520—660 K; benzene is
released over 550—650 K; and toluene and alkanes are
released over 660—830 K.

2.2. Surrogate Formulation. A linear least squares fit is
applied to optimize the surrogate composition toward UCA
measurements to compose the surrogates. The optimization
toward the UCA composition is beneficial, first, because the
lower heating value (LHV) is correlated to the elementary
composition, which is important for the heat released during
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combustion, and second, because the amount of sulfur and
chlorine directly give the amount of necessary (H,S SO,
COS)i and PVC, respectively, while the other species can be
used to fit the amount of carbon, hydrogen, and nitrogen. For
the least squares fit, the species mass fractions Y; are required
to fulfill 0 < Y; < 1 and ))Y; = 1. For the fit, some of the
surrogates are merged to control their ratio. The biomass
species are combined (Bio;, Bio,, and Bio;) using the corner
points in the C—H space mixing triangle proposed by Cuoci
et al.”” An equal contribution of the nitrogen content from
protein and inorganics in biomass is assumed (Bioy). Further,
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Table 7. Surrogate Specification Corresponding to Table 6“

birch spruce oS NP
CELL 0.3043 0.3196 0.1501 0.3041
HCE 0.2029 0.2131 0.1001 0.2027
LIGC 0.0754 0.0591 0.0782
LIGH 0.3017 0.2363 0.2209
LIGO 0.0919
PROT 0.0157 0.0035 0.0097 0.0039
NH,i 0.0157 0.0035 0.0097 0.0039
CO,i 0.0939 0.0133
(H,S SO, COS)i 0.0163 0.0287 0.0034
PE
PS
PVC
PA
PP
H,0q 0.065 0.069 0.05" 0.01
ASH 0.003 0.002 0.6883 0.081

. . b
“All values are in mass fraction on a wet basis. “Denotes assumed values.

CB PS MSW1 MSW2 MSW3
0.4254 0.0992 0.2898 0.2231 0.124
0.2836 0.0661 0.1932 0.1488 0.0827
0.0404 0.0176 0.0011 0.0070
0.1617 0.0001 0.0025 0.0164

0.0704 0.0018 0.0116
0.0015 0.0097 0.0060 0.0128
0.0015 0.0097 0.0060 0.0128
0.1081 0.0292 0.0617 0.0951
0.002 0.0234 0.0026 0.0085 0.0033
0.0165 0.0648 0.1222
0.0001 0.0006
0.2057 0.1922 0.012
0.0356 0.0270 0.0891
0.0041 0.0162 0.0305
0.01° 0.2° 0.13% 0.13% 0.275
0.084 0.5957 0.0760 0.0666 0.166

because PE and PP have the same H/C ratio yet PE is more
commonly found in waste mixtures,56 e.g., bottles and bags,
their ratio is preset here to 80:20, because a linear square fit
would always result in a ratio of 50:50.

Bio, = 0.6CELL + 0.4HCE (26)
Bio, = 02LIG.. + 0.8LIGy (27)
Bio; = 0.2LIG( + 0.8LIG, (28)
Bioy, = 0.SPROT + 0.SNHi (29)
plastic1 = 0.8PE + 0.2PP (30)

The remaining surrogate species are directly used as grid
points (or matrix entries) for the interpolation: CO,i, (H,S
SO, COS)i, PS, PVC, PA, and PP. The used grid points and
represented areas are shown in Figure 6 for the mass ratio of
hydrogen/carbon, oxygen/carbon, and nitrogen/carbon.

In addition to the fit of the elementary balance of the fuel,
its ash and moisture contents known from proximate analyses
are directly adopted. In case a biomass-derived fuel is
considered (e.g., woody biomass or paper), all plastic species
are excluded. The maximum content of plastic or biomass
fraction is set here to 80 wt % to ensure a heterogeneous
blend for waste mixtures. Examples of compiled surrogates are
given in Table 6. The elementary composition of the
surrogates represents well UCA of solid fuels for biomass
(birch, spruce, and oil shale), paper-based mixtures (news-
paper, cardboard, and paper sludge), and MSW. The LHV of
surrogates is predicted within +1.5 MJ/kg. The corresponding
compositions of the surrogates are given in Table 7. If the
references do not include the moisture content, typical values
are assumed and denoted in the table. In case further
information on the solid fuels are available, they are
superimposed on the linear least squares fit, e.g., for MSW,
and MSW,, and the PVC amount of the waste mixture is
known to be 24.6 and 23.3 wt % and set according to the
surrogate composition (before the addition of ash and
moisture contents).

Figure 7 shows the prediction of the stochastic reactor
model against the TG curves using the surrogates from Tables
6 and 7 as well as their mixtures. The validation experiments
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cover biomass components (panels a and e of Figure 7),
papers and their mixtures (panels b, ¢, and f of Figure 7),
textile components (Figure 7d), and MSW and their blends
(panels e and f of Figure 7). The weight loss of birch and
spruce is well-predicted for low temperatures, while the final
residue is slightly overpredicted (Figure 7a). However, the
trend is kept well, which means that a delayed decomposition
and higher residue with reference to birch is predicted for
spruce. The decomposition of the newspaper is well-
reproduced by the model. Its equal-weighted mixture with
PVC shows a two-step decomposition as in the experiment
but shifted slightly (Figure 7b). Milk and juice cartons are
composite materials of cardboard, polyethylene, wax layers,
and aluminum foil."> Milk cartons are modeled here by 90 wt
% cardboard (Table 7) and 10 wt % PE, and juice cartons are
modeled here by a mixture of 75 wt % cardboard, 20 wt % PE,
and S wt % ash, instead of aluminum. Under low
temperatures, the final residues of both carton types are
well-predicted. However, the two-step decomposition seen in
the experiments cannot be reproduced (Figure 7c). A possible
explanation is that the only species in the surrogate set with a
two-step decomposition is PVC, which is not included in the
surrogate formulations for milk or juice cartons. The weight
loss prediction of a textile component (modeled here as 90 wt
% CELL and 10 wt % ash) replicates well the TG
measurement of cotton fibers and the textile structure of a
sweater.

In panels e and f of Figure 7, the weight loss prediction of
MSW and their mixture with oil shale (OS) and paper sludge
(PS) are provided. The MSW surrogates and their blends with
paper sludge and oil shale are predicted in good agreement
with the measurements. This validation shows that the weight
loss rate and residue formation of various materials and
complex waste mixtures can be well-predicted using the
suggested surrogate species and decomposition scheme. These
comparisons show that the formulated surrogates can
reasonably well replicate the mass loss for single fractions of
MSW (e.g., paper or textiles), biomass species and mixtures,
and complex MSW mixtures.

2.3. Gas-Phase Reactions. Similar to the heterogeneous
scheme, the secondary gas-phase reactions are also built from
the biomass reaction scheme by Ranzi et al.”* An extension is

https://dx.doi.org/10.1021/acs.energyfuels.0c03485
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Figure 7. TG experimental curves for (a) birch and spruce at 10 K/min by SINTEF," (b) newspaper (NP) and its blend with PVC (50 wt %
each) at 10 K/min by SINTEF," (c) juice carton (JC) and milk carton (MC) at 10 K/min by SINTEF," (d) cotton fibers and cotton sweater at
10 K/min by SINTEF," (e) oil shale (OS), MSW, and their mixture (50 wt % each) at 20 K/min by Fan et al,'” and (f) paper sludge (PS),
MSW, and their blend (50 wt % each) at 20 K/min by Fang et al."®* Model predictions show the solid mass loss of the corresponding initialized
surrogate mixtures over the temperature range of 500—1000 K. The surrogate compositions are given in Table 7.

made by models that account for fuel NO,, thermal NO,, and
prompt NO, as well as sulfur and chlorine combustion. All
included subsets are listed in Table 8. During the compilation
and selection of reactions, thermodynamic, and transport data,
a strict hierarchy is followed to keep the performance of the
base mechanism. If a reaction and its reaction rates or species
are present in the base mechanism, these data are adopted for
the developed mechanism. If the reaction and species are new,
the data from the highest ranked mechanism in Table 8 are
used. Rank here means the appearance in descending order.
All selected subsets result in a detailed reaction scheme of
272 species and 3885 reactions. The model is reduced using
the necessity analysis and reduction tools available in
LOGEresearch®® to save computational cost during the
analysis of solid fuel conversion. Promising candidates for
removal are identified by a low necessity N; here, N > 0.001.
In the present model, the tar and gas species released by the
solid surrogate and their further decomposition reactions are
of special interest. Therefore, during the mechanism
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reduction, the speciation of each tar species and small
hydrocarbons, directly released by the surrogate species, are
compared against the detailed scheme and their corresponding
reference scheme within each reduction step. If the removal of
a certain species introduces a significant deviation from the
detailed scheme, it is reintroduced. Additionally, the NO
formation pathways are reviewed in every reduction step and
validated against the literature measurements. The final
scheme consists of 188 species and 3207 reactions and is
described in the following. Pressure-dependent reactions
(PLOG) are set to their reaction rates at atmospheric
pressure as a result of the targeted application.

The biomass mechanism by Ranzi et al.”” includes
successive decomposition reactions of the released tar and
gas species and their combustion reactions. It has pathways for
typically formed species during solid fuel combustion, such as
the previously discussed species released by the heterogeneous
reaction model. Furthermore, known important intermediate
species are included, e.g, furan (C,H,O). Details can be

https://dx.doi.org/10.1021/acs.energyfuels.0c03485
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Table 8. Included Mechanism and Selected Sub-models for
the Gas-Phase Mechanism

reference

Ranzi et al.*

included species subset description

full mechanism oxidation of tar species and small

hydrocarbons
Glarborg et

al®

NH; subset
amine subset

NO and NO precursor chemistry

cyanide subset
CH;CN subset

nitro and nitroso
hydrocarbon subset

amino hydrocarbon
subset

Alzueta et al.*®  pyridine subset oxidation of pyridine and

formation of NO precursors

Wu et al.*’ pyrrole subset oxidation of pyrrole and

formation of NO precursors

Pelu(cgchi et chlorine subset chlorine gas-phase chemistry
reactions for NO/HCI
coupling

COS/0, subset

Roesler et al.** chlorine NO chemistry

Glarborg and sulfur gas-phase chemistry

30
Marshall S subset, including
H,S
Glarborg et reactions for sulfur NO chemistry
al?® SO,—NO,
interactions

found in the works by Ranzi and co-workers.”"”® During the
mechanism compilation, the performance of this mechanism is
ensured in terms of the good prediction of ignition delay

times (Figure 8) and speciation of small hydrocarbons for tar
decomposition (Figure 9). In Figure 9b, a deviation of formed
C,H, between the reference mechanisms and the newly
compiled scheme can be seen. This deviation results because
of the introduction of the pyridine and pyrrole mechanisms
(discussed in the following) and their interaction, e.g, in the
acrylonitrile (CH,CHCN) and acrylonitryl (CHCHCN)
subsets.*>*

The mechanism is extended to account for NO, precursors
as well as the formation and transformation of NO,. Several
subsets from the mechanism by Glarborg et al.* are
introduced. This mechanism is selected because it targets
the modeling of nitrogen chemistry in combustion and can be
considered state-of-the-art. All included subsets are listed in
Table 8. The introduction of the subsets enables the fuel NO,
prediction from HCN and NH; and the interaction of
nitrogen species with the hydrocarbon chemistry. Nitrogen-
containing hydrocarbons with two C atoms or less, C.,H.N,,
are covered by this scheme. The NO formation of the
reference mechanism and the developed reaction schemes
from N,O and NNH (Figure 10a), from HCN (Figure 10b),
and from NH; (Figure 10c) align well. The thermal NO, and
prompt NO, predictions are shown in panels d and e of
Figure 10. The thermal NO, prediction reproduces well the
reference mechanism and the experiment. However, prompt
NO, is underpredicted. The CH, chemistry and the radical
pool differ between the mechanisms because the reactions by
Ranzi et al.”* are adopted for this work. Given the small
absolute values of the experiment and the little contribution to
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Figure 8. Ignition delay time prediction of the developed reaction scheme versus experiments and reference reaction mechanisms.
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Figure 9. Speciation of small hydrocarbons and selected >Cj species compared to the reference mechanism by Ranzi et al.*> Selected are two
species released from the plastic surrogates (C¢Hg and I-C¢H,o) and two from the biomass model (C;;H;,0, and CyH,,0,).”*”

NO formation from the prompt NO, mechanism in waste
combustion, the prediction is considered acceptable here.
Further, the predicted NO reduction under selective non-
catalytic reduction (SNCR) conditions for thermal deNO,,
rapereNO,, and NO,out is investigated. Small deviations
between the mechanism by Glarborg et al.’’ and the
presented scheme are visible, caused by a different radical
pool. However, the general agreement and comparison to the

experiments align well.

To model the thermal breakup of pyrrole and pyridine,
reactions for their initiation and H abstraction reactions as
well as reactions for C;_H,N, species and their interaction
with other gas-phase species are needed within the model
Therefore, the pyridine decomposition by Alzueta et al.** and
additional pathways for pyridine decomposition and the
pyrrole subset by Wu et al.*’ are added. The HCN formation
under pyrolysis conditions by the two molecules is shown in
Figure 11. The HCN formation prediction results from the
pyrrole and pyridine subset in the combination of reactions
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Figure 10. Validation of the model prediction of the developed reaction mechanism against measurements and the reference scheme by Glarborg

39,7784
et al.””

from the model by Glarborg et al,”” which shows that the
schemes link well together.

The model by Pelucchi et al.*’ that accounts for the high-
temperature chemistry of HCI and Cl, is selected to predict
further interaction with the gas phase of released HCI from

PVC. This scheme accounts for the interaction of chlorine
with OH, O, and H radicals, affecting the oxidation and
reduction of the gas species and combustion products (CO

and CO,). Furthermore, the subset for NO/HCI coupling by
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Figure 11. Predicted HCN formation by pyridine and pyrrole in
argon at 1 atm against the model by Wu et al.* and experiments by
Zhao et al.®®

Roesler et al.”* is added to link NO, and chlorine chemistry
directly.

NOCI + Cl = NO + Cl, (31)
NOCI + H = NO + HCI (32)
NOCI + O = CIO + NO (33)
CIO + NO = NO, + Cl (34)
HNO + Cl = HCl + NO (35)
HONO + CI = HCI + NO, (36)

The model prediction of the CO reduction with the presence
of HCI and the synergic impact of NO and HCI on its
reduction are shown in Figure 12. For both experiments, the
impact on CO chemistry by chlorine species is kept by the
model.

Likewise, reactions for the sulfur-containing gas species
released by inorganics are implemented. The main sulfur
mechanism is taken from Glarborg and Marshall,*® which is
extenadéed by SO, and NO, interaction reactions by Glarborg
et al.

HSO + NO, = HOSO + NO (39)
Figure 13 shows the well-captured speciation of COS and the
reduction of CO in the presence of NO and SO, under SNCR
conditions.

In summary, the developed reaction scheme offers good
predictions for the presented experiments and the perform-
ance aligns with the reference mechanisms. The scheme
describes the decomposition of tar species, including nitrogen-
and oxygen-containing species and aromatics. Further, it
includes the necessary NO,, formation and oxidation pathways
and accounts for the interaction of emissions in the free board
and under SNCR conditions.

3. APPLICATION

The developed reaction mechanism is applied to waste fuel
bed simulations using the stochastic reactor network approach
introduced by Netzer et al.>* Several of the above-described
stochastic gasification reactors are in this approach connected
by a priori defined mass transfer. The approach is illustrated in
Figure 14. For this analysis, the dimensions of a pilot plant for
woody biomass waste by Razmjoo et al.® are applied. The
surrogate fuel is fed to reactor 1 and mixed with fresh air; the
conversion products are then transferred to reactor 2 and the
released gas extracted; etc. A stochastic reactor represents the
fuel bed above each grate bar with a length of 0.14 m. The
bed width is 0.9 m, and the height is assumed to be 0.8 m.
The mixing events are limited to one per time step to keep the
heterogeneous character of the fuel bed. The results are
compared to measurements and the outcome of an empirical
model to understand the capabilities of the model. For this
comparison, the NO, precursor measurements by Jepsen et
al’ at two operating conditions, corrosive species and NO
measurement by Bojer et al,,” and the empirical model by Jell
et al” serve as a reference. Because no UCA analysis is
available for the studies by Bojer et al.” and Jell et al,” MSW1
and MSW3 (UCA analysis from Jepsen et al.®) are tested. The
compositions are given in Table 7. For this comparison, the
fuel bed length is normalized.

Figure 15 shows the prediction of the NO,, precursors HCN
and NH; as well as NO releases along the fuel bed using
MSWI1. The predicted HCN aligns well with the empirical

SO + NO, = SO, + NO (37)
80, + NO, = SO, + NO (38)
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Figure 12. Validation of the developed reaction scheme for CO oxidation in a moist mixture under the presence of HCI and NO.
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literature.

model and the measurements in terms of absolute numbers
and range along the fuel bed.

The release of sulfur species is shown in Figure 16. From
the experiment, the concentrations of sulfur and SO, are
available. In the simulation, SO, is overpredicted because
released H,S and COS undergo further decomposition and
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oxidation, which result in SO, formation. However, in
comparison to total released sulfur, the model prediction
agrees in both magnitude and range of sulfur species.

The HCI release predicted using MSW1 and MSW3 are
shown in Figure 17. The fuel bed range over which HCI is
released is reproduced for both surrogates; however, the
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Figure 17. Validation of the predicted release of HCl against
measurements by Bejer et al.” for two different surrogates listed in
Table 7.

absolute amount differs significantly. MSW1 has a high
amount of PVC (20.6 wt %), whereas the amount of PVC in
MSW3 is 1.2 wt %. This difference in the surrogate
composition correlates directly to the released amount of
HCIL. Hence, for MSWI, HCI released is overpredicted but
well-predicted for MSW3.

In summary, the developed reaction model and the fuel bed
model can plausibly predict the release of emissions and their
precursors. This prediction is sensitive to the used surrogate
and, thus, the elementary composition of the waste mixture.

4. COMMENT ON LIMITATIONS AND POTENTIAL OF
THE SURROGATE MODEL

As previously mentioned, the solid-phase description is based
on single- and multi-step reactions that are of a global
character. Particularly, the complex decomposition behavior of
PE, PP, PS, and PA is simplified using a one-step reaction
using experimentally obtained apparent reaction rates. Those
experimentally obtained global reaction rates do not include
the devolatilization only. They include all fundamental steps
from the change within the melt, e.g, radical formation and
changes in the molecular structure and morphology, and the
release of large species (with carbon chains of >10 molecules).
Further, the composition of the plastic species (eqs 9—12 and
22-25) are formulated to represent the typical range of
released tar and gas as well as the solid residue. In
devolatilization equations, the ratio is fixed, while in
experiments, the ratio of these fractions and the included
species vary. The variations are small compared to the
biomass surrogate species and PVC that decompose over a
significantly larger temperature range. It is assumed here to be
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negligible in the context of a surrogate model. In experiments,
hundreds of different gas species can be measured during the
thermal conversion of biomass, plastics, and waste mixtures.
This variety cannot be reflected in a mathematical description
for the simulations of engineering applications. Therefore, the
released gas species have to be considered representative, and
it has to be noted that this is not a fundamental description of
a waste mixture. For example, chlorine is released from PVC
in the model, while in WtE plants, e.g.,, food waste includes
table salt (NaCl) that contributes to chlorine release. The
origin of chlorine is not reflected in the model, while the
overall released amount into the free board of a WtE can still
be correctly represented by the model. The released gases of
solid fuel combustion include tar species with large carbon
chains of Cjy and larger. Their general combustion behavior is
modeled using smaller tar species with well-established
reaction kinetics. This approach is indeed one of the
fundamental assumptions of the concept of reference fuels,
again, referring to liquid fuels, e.g., as complex diesel fuels
represented by n-heptane, and the reference fuel for the
octane number estimation is a blend of n-heptane and iso-
octane, even though those fuels include species with >C,, and
aromatic species. In summary, a surrogate model aims to
represent the key characteristic of a combustion process, while
some (also fundamental phenomena) are not included in the
model.

On the other side, using a surrogate model enables the
formulation of a representative waste mixture for numerical
investigations of a fuel that varies day by day and even hour
by hour. Consequently, waste fuels are not as clearly specified
as certain wood types, coal from a particular mine, or even
transportation fuels. In comparison to the state-of-the-art
practice to determine apparent kinetics for whole MSW
mixtures or their fractions, a surrogate model overcomes the
limitation of descriptive characteristics and moves toward a
predictive description. Such models improve both the solid-
phase description and the representation of tar species and
emission precursors in the gas phase. As demonstrated in the
Application section, the model can predict the release of key
species compared to experiments and empirical models. In
future work, the introduced model assumptions should be
further validated using additional data from different waste
incineration plants. The model should also be improved
regarding the representative tar species, e.g., using caprolactam
for the devolatilization of PA and the development of
corresponding gas-phase chemistry.

In liquid fuel combustion, surrogates have been successfully
used to represent liquid fuels for investigations such as the
complex soot formation but also to generate reference fuels
for experiments and engineering applications. With regard to
waste management, different wastes may be mixed before
burned in a WtE plant. In future work, the presented model
should be used to study the effect of such mixing, aiming to
optimize pollutant formation and thermal efficiency. In this
way, the plant operation at predefined and optimum
conditions could be maintained. Furthermore, the knowledge
of changing waste fractions and their tendency to form
emissions could be used for the control system to react faster
to chaining emission formation.

5. CONCLUSION
A comprehensive kinetic model for the devolatilization of
MSW is developed. The proposed model describes the MSW
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solid fuel by the use of surrogate species, which include
biomass species (cellulose, hemicellulose, and lignin species),
protein, inorganic components that release CO,, nitrogen
species (NH; and NO), sulfur species (SO,, H,S, and COS),
plastic species (PE, PS, PP, PA, and PVC), metaplastics, and
char. A method for the surrogate formulation is presented and
validated against TG measurements. A gas-phase mechanism
for biomass is extended to account for fuel NO, pathways, the
combustion of pyrrole and pyridine as pyrolysis products of
PA, and sulfur and chlorine combustion, which are pyrolysis
products of PVC and inorganic species.

The formulation of the surrogate blend is based on the
combination of a single surrogate species using a linear least
squares fit. The mixture is fit to the elementary composition of
UCA measurements of the analyzed solid fuel and its lower
heating value. A good representation of the UCA guarantees a
similar heat release in the model compared to the modeled
application and a comparable amount of elements and their
containing species that form gaseous emissions (N, S, and Cl).

The proposed heterogeneous reaction model can predict
the weight loss of TG measurements for waste fractions, such
as wood, textile, paper, and plastics, as well as different MSW
mixtures. The developed gas-phase mechanism includes the
description of tar and gas combustion, fuel NO, precursors
(HCN and NHj;), cyclic nitrogen hydrocarbons, and sulfur
and chlorine interactions. All targeted NO, formation and
reduction pathways as well as operating conditions can be
reproduced by the model. The developed reaction mechanism
is applied in a reactor network model to simulate waste
combustion in a grate-fired furnace. It shows good agreement
with experiments and empirical devolatilization models.

Future work will address the validation toward varying
operating conditions, such as primary air supply, flue gas
recirculating, and temperatures. Furthermore, the model will
be used to predict emissions in the free board of WtE plants,
and critical kinetic pathways for the emission formation and
reduction will be identified. On the basis of this analysis, the
model will be used to develop measures for minimal fuel NO,
formation in grate-fired plants.
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