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Abstract: An overall model for sulfur self-retention in ash during coal particle combus-
tion is developed in this paper. It is assumed that sulfur retention during char combustion
occurs due to the reaction between SO, and CaO in the form of uniformly distributed
non-porous grains. Parametric analysis shows that the process of sulfur self-retention is
limited by solid difussion through the non-porous product layer formed on the CaO
grains and that the most important coal characteristics which influence sulfur self-re-
tention are coal rank, content of sulfur forms, molar Ca/S ratio and particle radius. A
comparison with the experimentally obtained values in a FB reactor showed that the
model can adequately predict the kinetics of the process, the levels of the obtained val-
ues of the SSR efficiencies, as well as the influence of temperature and coal particle size.
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INTRODUCTION

During coal combustion, SO, produced from sulfur-containing organic and non-orga-
nic species reacts with base oxides contained in the mineral impurities. This process, due to
which a part of the SO, is retained in ash, is designated as sulfur self-retention (SSR). The
most important base oxide for SSR is CaO, formed as a result of CaCO3 decomposition
and combustion of organic groups containing Ca.! SSR is influenced by various factors, 2
which depend on the coal properties (Ca/S mole ratio, particle size, content of sulfur forms
and coal rank) and on the combustion conditions (temperature, residence time of ash parti-
cles, air excess ratio, etc.).

The reaction of SO, with CaO (designated as sulfation) is first order with respect to
SO, and zero order with respect to O,.3 There are numerous expressions for sulfation ki-
netics in the literature, ranging from empirical ones* up to expressions of the Arrhenius
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type. Values of the kinetic parameters (pre-exponential factor and activation energy) dif-
fer significantly, depending on the kind of physical model used. The basic difference be-
tween the various models of sulfation is whether the formation of a solid product layer of
CaS0Oy, as well as diffusion through this layer® is taken into account. In this case, the sulfa-
tion rate is diffusion limited.”

In the existing models8 of SSR, the sulfation rate is taken into account in a simplified
manner. Yeh et al.8 take the char pore surface area as a measure of the surface of CaO
available for sulfation reaction, while Chen and Kojima® take into account the concentra-
tion of CaO in the coal briquette. In both cases, these simplifications are somewhat cor-
rected by assuming that the sulfation rate decreases proportionally with the conversion de-
gree of CaO.

The sulfation reaction has been mostly investigated in the case of SO, retention by
CaCO3 as a sorbent.!9 This process is mostly used in the case of fluidized bed combustion
(FBC) of coal since it enables sulfation to take place in the optimum temperature range
(800-900 °C). In this paper a novel approach has been applied for modeling SSR, closely
related to the grain model!! used for SO, retention by CaCOs.

SULFUR SELF-RETENTION MODEL

The combustion of coal particles takes place in two successive steps: devolatilization
and char combustion. Both of these processes must be considered since they determine the
relevant conditions that influence the process of SSR. Devolatilization is a process signifi-
cantly shorter than char combustion and during which unfavourable conditions for SSR
prevail (reducing atmosphere and lower temperatures). Our experimental investigations
have shown that it is possible to predict the amount of sulfur that remains in char after
devolatilization using the following correlation!2:

Sch=0.5 Sy +So - Crin/(1=Ash) + S 1)

Char combustion

Most of SSR takes place during char combustion. It is assumed that the combustible
sulfur, i.e., the part of it that remained after devolatilization, is solely converted to SO, and
that the rate of its formation is proportional to the rate of carbon conversion.3%13 The ap-
plied model for char combustion belongs to the microscopic intrinsic models and has been
presented in detail in previous papers.13:14 The model describes the dynamic behaviour of
aporous char particle during combustion, i.e., spatial and temporal changes of all important
physical properties of the char particles (porosity, internal specific surface area, thermal
conductivity) and process parameters (temperatrure, gas concentrations, effective diffu-
sivity, conversion degree).

During char combustion the process of SO, formation, sulfation and CaSO,4 decom-
position take place simultaneously, and thus the mass balance partial differential equation
for SO, has the following form:
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Sulfation

It is assumed that the active part of CaO in coal, formed as a result of CaCO3 decom-
position and combustion of Ca-containing organic compounds, is the only base oxide that
contributes to sulfur retention. Calcium present in clays and silicates can not react with SO,
under FBC conditions,!-2 since in this temperature range these Ca-containing compounds
cannot decompose to CaO. It is also assumed that after devolatilization all of the active Ca
is present in the form of non-porous CaO grains of the same initial radius (Rgp ~ 1 pm),
which are uniformly distributed throughout the char volume. A changing size grain model
was adopted for the following reaction between the CaO grains and SO5:

Ca0 + S0, + 1/2 0y — CaSOy 3)

A partially sulfated CaO grain is shown in Fig. 1. It consists of an unreacted core, of
radius 7., surrounded by a non-porous product layer of CaSOy. As the process of sulfation
progresses, the size of the grains increases (Ry > Ry0) due to the larger molar volume of
CaSOy4 compared to CaO. It is assumed that Ca?* ions (and O%~in a coupled manner to sat-
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Fig. 1. Schematic representation of a partially sulfated CaO grain.

isfy local mass and charge balances) migrate outward through the non-porous product
layer. This mechanism of product layer diffusion was proposed by Hsia ez al.15:16 based on
their experimental investigations and is used for modeling the CaO-SO, reaction.!” The
values of the product layer (solid) diffusion coefficient (D,0) cited in the literature show
considerable variation and its value is known to depend on the choice of the model. In the
case of the grain model, with the coupled diffusion of Ca?" and 02~ ions, its value is of the
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order of 1016 m2/s. The product layer diffusion activation energy is about 120 kJ/mol,
which is typical for an ionic diffusion mechanism.!7 The existence of an unreacted CaO
core is the consequence of such a low value of D¢, (), even though the CaO-SO, reaction
does not take place at its surface but rather at the surface of the grains. The reaction rate and
the rate constant are defined by the following expressions:

aCSO
%:72=—ks'SCa0'CCa0'Csoz )
ks=Ag-exp| — Es Q)
Rg~T

Taking into account the content of Ca in the char particle, CaO grain dimensions and
the properties of the char particle, the specific surface for the sulfation reaction (m? of CaO
grains per m3 of char) is derived as:

pcn Re
Sca0 =3 Ycao 1 3g (6)
pg RgO

The CaO concentration (cc,0) in Eq. 4 is related to the surface of the CaO grains
where the sulfation reaction takes place and it is determined using the pseudo-steady-state

condition:
6 2 60 Ca0 j
v ZCa0 |-

or ( g or @

with the following boundary conditions:
Pg
M cq0

aCC 0
€CaOlr=r,= and  —D CaO( - = ks cca0 " €SO, ®)
VZRG

The solution of the partial differential Eq. (7) with the boundary conditions (8) gives
the CaO concentration profile in the product layer of the reacting CaO grain (Fig. 1). Atthe
grain surface, the value of the CaO concentration is:

Pg D cao

9)
M cq0 R (
& DCaO +Rg 'kS 'Csoz (g—lj

re

CCaO ™~

The solid diffusion coefficient through the product layer is of the Arrhenius type”:

E
Dcao=4p . eXI{—DJ (10)
RgT
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CaSO, decomposition

There is sufficient experimental evidence that the degree of CaO conversion goes through
a maximum as the temperature increases.3!1 This means that at higher temperatures the pro-
cess of product decomposition takes place (a kind of a reverse reaction to the sulfation reaction).
There are different explanations for this phenomenon in the literature: thermal decomposition,?
reductive decomposition!® (due to the higher CO concentrations) or sintering!® (due to which
the exposed surface of the CaO grains decreases). In this model the decomposition process is
taken into account with the following expression for the decomposition rate:

oc
E)Kd=7asroz =ky-Sca0 Wwhere ky =Ad-exp£— Eq J (1)

Ry -T

SOLUTION PROCEDURE

The initial conditions (temperatures, gas concentrations, CaO grain radius) are given
as the input to the model and the initial values of all parameters are constant along the ra-
dius of the char particle. The amount of sulfur that remains in the char, after devo-
latilization, is calculated by Eq. 1. The processes of char combustion and sulfur retention
are treated simultaneously. For numerical purposes, the char particle is subdivided into seg-
ments (usually more than 100) of equal volume. The method of control volumes?? is used
for solving the system of partial differential equations that treat char combustion!3:14 and
sulfur self-retention (Egs. 2, 4-11).

After each time interval, a new set of values for the temperature and gas concentra-
tions along the char particle radius is obtained. For each char particle segment, a new value
of the unreacted core radius is determined, solving the following differential equation:

dr. M R
o pCaO 2 (kg — ks - cca0 €50, ) (12)
g e
which takes into account the net effect of sulfation and decomposition.

The determined values of 7, enable the calculation of the degree of CaO conversion and,

in turn, the value of the partially sulfated CaO grain radius for each char particle segment:

3
x=1- ”g (13)
RgO
R3=r34+z.x.-R (14)
g [¢ S 20

where z represents the molar volume ratio of CaSO,4 and CaO (z = 3.09).
The total conversion degree of the CaO in the char particle is obtained by integrating
the local degrees of CaO conversion along the char particle radius:
Reyp
3 [xoG)-rPdr
P (15)
R¢n
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PARAMETRIC ANALYSIS

The characteristics of the model were determined using computer simulations. Firstly,
the influence of the kinetic parameters was investigated. For this purpose, calculations
were performed with the following set of data: R¢y, =2 mm, Ash =20 %, Cgy = 80 %, ini-
tial porosity 50 %, initial specific surface area 200 m%/cm3, Scy, =2 %, Ca/S= 1, T=800°C
and the surrounding gas is air (cg, = 21 %). The sensitivity of the model to variations of &
and D0, for different values of Ry, is shown in Fig. 2a. It may be seen that the variation
of kg, in the range of values reported in the literature, 32! does not significantly influence the
calculated SSR efficiency. On the other hand, the influence of D, and Ry is quite no-
ticeable. This shows that the process of SSR is limited by solid diffusion through the prod-
uct layer and that D¢, and Ry are important model parameters whose values should be
chosen by comparing model results with experimental data. For further analysis in this
work the following values of these parameters were assumed: Dc,o = 10710 - exp
(-125000/R,T), ks = 7.7 1073 - exp(~67000/R,T) and Ryp = 0.5 pm.
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Fig. 2. Sensitivity of the model to variations of the main kinetic parameters: a) ks and Dc,0, b) Ey.

The sensitivity of the model to variations of k4 is shown in Fig. 2b. If it were assumed
that there were no decomposition, the SSR efficiency would continually increase with sur-
rounding temperature (curve 1). As previously stated, this is not in accordance with the ex-
perimental data available in the literature which show that there is an optimal temperature
after which the SSR efficiency decreases. If only reduction with CO is assumed, using the
corresponding E4,22 the SSR efficiency maximum would be at much higher temperatures
(curve 2) than reported in the literature (around 850 °C in the case of limestone). For further
analysis in this work a greater value for £4 was assumed which leads to a temperature max-
imum at around 800 °C (curve 3). It should be noted that the temperatures inside the char
particle are somewhat higher than these of the surrounding.

The sensitivity of the model to variations of the molar Ca/S ratio and char particle ra-
dius is shown in Fig. 3. Higher values of Ca/S lead to higher SSR efficiencies, as is well
known from the literature.23 Also, the model predicts that increasing the values of Ca/S
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Fig. 3. Influence of Ca/S (a) and Ry, (b) on sulfur self-retention (model predictions).
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Fig. 4. Model predictions of spatial and temporal changes of the CaO conversion (a) and SO, concentration
(b) inside a char particle during combustion.
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shifts the temperature maximum towards higher temperatures. This is a consequence of the
still available CaO in the outer layers of the char particle which retain SO, at lower temper-
atures (close to the surrounding conditions) and where the effect of decomposition is, thus,
relatively smaller. With increasing char particle radius the residence time of SO, inside the
char particle increases, which leads to higher SSR efficiencies. The shift of the temperature
maximum is a consequence of the higher temperatures inside the larger char particles.!#

The process of SSR during char combustion may be analysed through the spatial and
temporal changes of the CaO conversion which are shown in Fig. 4a. Initially, only the
CaO in outer layers contribute to the SSR. As the combustion proceeds, the SO, concen-
tration increases inside the char particle, Fig. 4b, due to which the CaO conversion gradu-
ally progresses towards the centre of the char particle. The final local CaO conversion dif-
fers along the char particle radius, decreasing towards the particle centre.

The overall predictions of the model, taking into account both devolatilization and
char combustion, are shown in Fig. 5. Two sets of data for the coal characteristics are con-
sidered. One set corresponds to a lower rank coal (Cgy =30 %, volatiles 50 %), Fig. Sa, and
the other to a higher rank coal (Cx = 60 %, volatiles 20 %), Fig. 5b. In both cases As/h =20
% and S + Sp=4 %, while the Ca/S and S/Sp ratios vary. The most noticeable difference
for these two types of coal is the amount of sulfur that remains in the char after
devolatilization (full lines). This difference increases as the S/Sp ratio increases, as a con-
sequence of the behaviour of the sulfur forms during devolatilization, which is taken into
account by Eq. 1. The molar Ca/S ratio determines the amount of sulfur in the char that can
be retained in the ash during char combustion. From the aspect of the overall SSR, the
model predicts higher SSR efficiencies for higher rank coals. In the case of lower rank
coals it is beneficial if the sulfur present in coal is in the form of pyritic sulfur while in the
case of higher rank coals if it is in the form of organic sulfur. Also, the beneficial effect of
higher values of Ca/S is relatively greater in the case of higher rank coals.

EXPERIMENTAL VERIFICATION

The results of batch combustion test runs were used for experimental verification of the model. Two
coals were used, Kolubara and Bogovina, the characteristics of which are given in Tables I and II. The main
differences between these two coals are their rank, sulfur content and molar Ca/S ratio (only the active part of
the Ca is taken into account).

The batch combustion tests were carried out in a ¢ 80 mm fluidized bed (FB) reactor. The bed material
was silica sand with a mean particle diameter of 0.5 mm, while the bed height was 60 mm. The fluidizing veloc-
ity was in the range of 0.45 — 0.55 my/s. The dry char particles were introduced into the hot FB and the bed tem-
perature and gas concentrations immediately above the bed were continuously monitored during char combus-
tion. The experiments were performed with three coal particle size fractions of the coal (4.0—7.0,7.0— 10 and 10
—13 mm) with three bed temperatures (750, 800 and 850 °C). The SSR efficiency was determined taking into ac-
count the total content of sulfur in the coal and in the ash (Saq), after combustion: 75, = (Sagy/St) - 100.

Figure 6a shows that a substantial part of the sulfur evolves during devolatilization and that the concen-
trations of SO,, monitored at the top of the bed are significantly higher than during char combustion. Since the
evolution of SO, during devolatilization is taken into account in the model by Eq. 1, the comparison between
the experimental and model predicted SO, concentrations was done only during char combustion (Fig. 6b). It
may be seen that the model can adequately predict the evolution of SO, during char combustion.
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TABLE I. Proximate analysis and ultimate analysis of the coals®

Proximate analysis Ultimate analysis
coal Ash/%  VM/%  Cq /% LHV/K)/g C% H% N % S % 0%
Kolubara 16.34  47.69 3597 15.14 52.69  4.62 0.62 0.82 24.89
Bogovina 19.75  39.21  41.04 15.76 5438  4.73 0.92 4.16 16.06

A1l values given on dry coal basis

Model predictions for the overall SSR efficiency are compared with the obtained experimental data in
Fig. 7. It may be seen that the model predicts relatively well the levels of the SSR efficiencies, as well as the
influence of particle size and temperature with the maximum values around 800 °C. The increase of SSR effi-
ciencies with increasing particle size was noticed in all cases and may be explained as being a consequence of
the longer SO, diffusion paths in the larger particles. The existence of a SSR temperature maximum in the
case of FBC conditions and the beneficial effect of particle size have also been reported by other authors.®
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TABLE II. Sulfur and calcium?® analysis of the coals

Coal S4% So/% So/% S/% Canl% Ca,/S
Kolubara 0.1 0.00 0.73 0.84 0.53 051
Bogovina 0.22 0.09 431 4.62 4.64 0.80

aActive calcium content (Ca,) determined by reported analytical procedure?

Although the model predicts relatively well the levels of SSR and the influence of temperature and coal
particle size, differences between the model predictions and the experimentally obtained data are in some
cases significant, especially in the case of coal Bogovina. Apart from the significant non-uniformity of the in-
vestigated coals,? the possible reasons for these differences can also be found in the simplifications adopted in
the model, especially concerning the decomposition of CaSO,. In the model this phenomenon is taken into
account by the reaction rate, which depends only on temperature, disregarding the effect of the reducing con-
ditions and/or sintering. Also, the assumption that all CaO grains have the same initial radius (Ry), is in the
case of both coals questionable. Investigations have shown that coals contain two different forms of active cal-
cium: organic-bound and carbonate. Thus, the predictions of the model may be improved by including the ef-
fects of reductive decomposition, sintering and the presence of different forms of active calcium (presumably
having different grain dimensions).

CONCLUSION

A developed overall model for sulfur self-retention in ash during coal particle com-
bustion is presented in this paper. The amount of sulfur that remains in the char after
devolatilization is predicted by an empirical equation. A novel approach has been applied
for modeling the self-retention of sulfur during char combustion by assuming that the Ca in
the char is present in the form of CaO grains. A changing grain size model is adopted for
the reaction between the CaO grains and SO,. Our previously developed model for char
combustion is used for the prediction of spatial and temporal changes of all important
physical properties of the char particle and parameters needed for the model of sulfur
self-retention.

The characteristics of the model, as well as its sensitivity to variations of the main pa-
rameters were determined by computer simulation. It is concluded that the process of sul-
fur self-retention is limited by solid diffusion through the non-porous product layer and that
Dcy0 and Ry are the most important model parameters. The most important coal charac-
teristics which influence sulfur self-retention are coal rank, content of sulfur forms, molar
Ca/S ratio and particle radius.

The comparison with the experimentally obtained values in a FB reactor showed that
the model can adequately predict the kinetics of the process, the levels of the obtained val-
ues of SSR efficiencies, as well as the influence of temperature and coal particle size.

NOMENCLATURE

Ash — ash content in coal, % (on dry coal basis)

A, Agq — pre-exponential factor for the sulfation and decomposition reaction, respectively, (m*mols,
mol/m?2-s)

Ap — pre-exponential factor for solid diffusion of CaO through CaSO,, (m?/s)
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Cpx — fixed carbon content in coal, % (on dry coal basis)

¢j — concentration of j-component, (mol/m?)

De— effective gas diffusion coefficient, (m%s)

Dea0 — solid diffusion coefficient of CaO through CaSOy, (m?/s)

Ep — activation energy for solid diffusion of CaO through CaSQOy, (J/mol)

E, E4— activation energy of sulfation and decomposition reaction, respectively, (J/mol)
kg, kq — reaction rate constant for sulfation and decomposition, respectively, (m*mol's, mol/m?s)
M; — molar mass of j-component, (kg/mol)

7; R — current radius and particle radius, (m)

7. —unreacted core radius of CaO grain, (m)

Ry — universal gas constant, (J/mol'K)

Sca0 — specific surface for the sulfation reaction, (m? of Ca grains/m? of char)
Sch — total sulfur content in char, % (on dry coal basis)

So — organic sulfur content in coal, % (on dry coal basis)

Sp— pyritic sulfur content in coal, % (on dry coal basis)

Ss — sulfate sulfur content in coal, % (on dry coal basis)

T — temperature, (K)

Yca0 — mass fraction of CaO in char, (-)

Xg, X — local and total CaO conversion degree, respectively, (-)

p — density, (kg/m?)

R — reaction rate, (mol SOy/(m? s))

7 —time, ()

Subscripts

0 — initial value

Ch — related to char particle

d — related to decomposition of CaSOy4

f— related to formation of SO, due to combustion
g —related to CaO grain

s —related to sulfation

U3BOJI

S3ATIPKABAIBE CYMITOPA Y ITETIEITY TOKOM CAT'OPEBAA YTIJbA. IEOIL
MOJEJ ITPOLIECA

BACHITUJE MAHOBWR !, BOPUCIIAB TPYBOP2, MJTATTEH WIIWR2 1 BPAHUMIP JOBAHUMREBU R+

1 Pyoapcko-zeonowiku pakyaitieiti, Ynusep3auitieii y beozpaoy, Bywwuna 7, 11000 Heozpao, Zhucmumym 3a HyKeaapHe
Hayke "Bunua', ii. up. 522, 11001 Beozpao (e-mail: grub@rt270.vin.bg.ac.yu), Ix eMmujcKku axyaitieitl, Yrueep3uitiei y
Beozpaoy, u. iip. 158, Beozpao u ” Lenitiap 3a xemujy UXTM, Beozpao

Y pany je mpuka3zaH pa3BUjeHH MOJEI 3afipXKaBamba CyMIIOpa y IeNey TOKOM caropeBamba
yriba. [IpeTnocraBka Mojielnia je fia ce 3apsKaBarbe CyMIIopa TOKOM CaropeBama KOKCHOT OCTaTKa
opurpasa ycneq peakuuje SO, u CaO xoju je y 00nuKky paBHOMEpHO pacrnopebenux 3pHa. ITapa-
MeTapcKa aHaIn3a je oKa3aja J1a je IpoLec 3apsKaBarba CyMIIopa KOHTPOJIMCAH A(MY3MjOM Kpo3
chopmmpany €J10j UBpCTOr MPOAYKTa Ha 3pHMMa CaO, Kao W Jja Cy paHr yIiba, cajpxkaj (hopMu
cymniopa, Moiapau Ca/S OJHOC ¥ BeJIMYMHA YECTHIIE BayKHE OCOOMHE YIiba KOoje yTHIy Ha MpOIIeC.
Topebheme ca ekcrepuMeHTATHAM pe3yiITaTiMa OOHjEHUM Y PEaKTOpY ca (hIIyHIN30BaHIM CIIOjeM
je okasa’o a MoJIeN MOXKe aleKBAaTHO J1a IIPEABUY KMHETHKY MpoIeca, e(pUKaCHOCT 3ajIpsKaBarba
CyMIIOpa Y IeTieTy, Kao 1 YTHIIA] TEMIIepaType ¥ BeJINIMHE YECTULE YIIba.

(TIpumbero 29. aBrycra, pesuupaso 18. HoBemGpa 2002)
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