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MATHEMATICAL KINETIC MODELLING AND REPRESENTING 

DESIGN EQUATION FOR A PACKED PHOTOREACTOR WITH 

IMMOBILISED TiO2-P25 NANOPARTICLES ON GLASS BEADS 

IN THE REMOVAL OF C.I. ACID ORANGE 7 

Behnaz Sheidaei, Mohammad A. Behnajady*

Department of Chemistry, Tabriz Branch, Islamic Azad University, Tabriz, Iran 

In this work, a design equation was presented for a batch-recirculated photoreactor composed of a 
packed bed reactor (PBR) with immobilised TiO2-P25 nanoparticle thin films on glass beads, and a 
continuous-flow stirred tank (CFST). The photoreactor was studied in order to remove C.I. Acid 
Orange 7 (AO7), a monoazo anionic dye from textile industry, by means of UV/TiO2 process. The 
effect of different operational parameters such as the initial concentration of contaminant, the 
volume of solution in CFST, the volumetric flow rate of liquid, and the power of light source in the 
removal efficiency were examined. A rate equation for the removal of AO7 is obtained by 
mathematical kinetic modelling. The results of reaction kinetic analysis indicate the conformity of 
removal kinetics with Langmuir-Hinshelwood model (kL-H = 0.74 mg L-1 min-1, Kads = 0.081 mg-1 L). 
The represented design equation obtained from mathematical kinetic modelling can properly predict 
the removal rate constant of the contaminant under different operational conditions (R2 = 0.963). 
Thus the calculated and experimental results are in good agreement with each other. 

Keywords: heterogeneous photocatalysis, batch-recirculated photoreactor, design equation, 
mathematical kinetic modelling, TiO2-P25 nanoparticles, C.I. Acid Orange 7

1. INTRODUCTION 

Coloured wastewater generated by textile industries is an important source of environmental 
contaminations (Behnajady and Modirshahla, 2006; Daneshvar et al., 2007; Gupta et al., 2011; Sauer et 
al., 2002). It is estimated that about 1-20% of the total world production of dyes is lost during the 
dyeing process and is released into wastewater (Akpan and Hameed, 2009; Konstantinou and Albanis, 
2004). Colour removal from wastewater is often more important than its removal from other colourless 
organic substances (Grzechulska and Morawski, 2002). Heterogeneous photocatalysis seems to be an 
interesting treatment method for the removal of toxic pollutants from industrial wastewaters due to its 
ability to convert them into innocuous end products such as CO2, H2O and mineral acids (Damodar and 
Swaminathan, 2008). A variety of semiconductors such as TiO2, ZnO, CdS, and WO3 have been 
studied as photocatalysts (Gupta et al., 2007; Gupta et al., 2012; Ismail et al., 2011; Lin et al., 2005; Liu 
et al., 1998). TiO2 is the most extensively used effective photocatalyst, owing to its high efficiency, 
photochemical stability, non-toxic nature, and low cost (Ismail et al., 2011). In most cases, TiO2 is 
applied in the form of suspension or slurry (Behnajady et al., 2007a). From a practical point of view, 
using slurry systems involves several major problems such as: (a) separation of the catalyst from the 
slurry is difficult, (b) suspended particles especially in high concentrations tend to aggregate, (c) using 
the suspensions in systems with continuous flow is difficult, and (d) due to the high absorption by TiO2
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A one-dimensional transient mathematical model describing thermal and flow phenomena during 
coal coking in an oven chamber was studied in the paper. It also accounts for heat conduction in the 
ceramic oven wall when assuming a constant temperature at the heating channel side. The model was 
solved numerically using partly implicit methods for gas flow and heat transfer problems. The histories 
of temperature, gas evolution and internal pressure were presented and analysed. The theoretical 
predictions of temperature change in the centre plane of the coke oven were compared with industrial-
scale measurements. Both, the experimental data and obtained numerical results show that moisture 
content determines the coking process dynamics, lagging the temperature increase above the water 
steam evaporation temperature and in consequence the total coking time. The phenomenon of internal 
pressure generation in the context of overlapping effects of simultaneously occurring coal transitions 
– devolatilisation and coal permeability decrease under plastic stage – was also discussed.

Keywords: pyrolysis, devolatilisation, vaporisation, internal gas pressure

1. INTRODUCTION

The behaviour of coal during thermal decomposition in a coke oven is of general interest in coke making 
technology, which provides metallurgical coke for steel and iron production industry. The quality of coke 
is determined not only by physicochemical properties of used coal charge, but it results to a large extent 
from the thermal regime of the process, i.e. heating rate and final temperature of the process. The evolution 
of temperature and pressure distributions inside the coal/coke charge are mostly driven by physical and 
chemical transformations proceeding during the process. As proved by measurement data (Alvarez et al., 
1996; Miura et al., 1991; Nomura and Arima, 2000), free moisture in initial coal charge is responsible for 
delaying the temperature increase above the level of 373 K when undergoing evaporation and in consequence 
delays the thermo-chemical decomposition, and prolongs the total coking time. Furthermore, transport 
of evolved steam and gases through the coal/coke charge is ruled by its structure change with increasing 
temperature. With heating progress, dry degasifying coal charge first transforms from a porous gas permeable 
medium into a substantially non-permeable plastic form (typically for temperature ranging between 623 and 
773 K) that blocks the gas flow, and subsequently re-solidifies turning back into a cracked porous type 
medium letting the gas to flow through. The appearance of a plastic coal layer that traps inside released 
gases, results in internal gas pressure increase which, combined with mechanical stresses transferred through 
the coal charge, is considered as a source of oven wall pressure (coking pressure). It is suggested that the 
volume increase of softening and simultaneously degasifying coal grains decreases the intra-particle voids, 
which means a decrease in layer permeability and thus limited gas flow. This results in a pressure peak in 
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the layer which when expanding exerts the pressure on the walls through the coke and semi-coke layers 
(Barriocanal et al., 1998; Jenkins, 2001; Karcz and Strugała, 2001; Nomura and Arima, 2000).

To fully understand the mechanisms which drive the process of coal coking in a full scale oven, numerical 
simulations must be conducted. Quantification of thermal and flow effects requires fundamental study 
of coupled physical and chemical phenomena, such as heat transfer, phase transitions (evaporation and 
condensation of moisture and tars), devolatilisation, transport of steam and released volatiles, and coal 
structure change. In this context, also the thermo-physical properties of coal and coke, mainly thermal 
conductivity and permeability, having their strong impact on the temperature and pressure change within 
the oven -charge are of general importance for modelling procedure. Many mathematical models have been 
developed to describe the phenomena taking place during coal coking and to predict the change dynamics 
of main process characteristics. An extensive experimental and one-dimensional theoretical analysis of 
temperature field in a coke oven with special emphasis on the influence of coal charge properties on the coal/
coke charge heating dynamics was carried out by Witos (1977). Atkinson and Merrick (1983), Merrick et 
al. (1983a-1983c), and Voller et al. (1983) proposed a number of one-dimensional sub-models for transport 
phenomena associated with thermal decomposition of coal, including heat transfer, devolatilisation or 
steam and gas flow, and put special emphasis on the determination of changes in the thermo-physical 
properties of a coal charge. A simplified one-dimensional model of heat transfer and internal gas pressure 
in a coke oven was demonstrated by Jenkins (2001). A study of thermal and flow behaviour of wet coal 
charge during decomposition, based on a two-dimensional model was performed by Miura et al. (1991). 
Barr et al. (1994) and Osinski et al. (1993a, 1993b) developed a two-dimensional integrated model for heat 
transfer and gas flow within the individual coke oven. The transient two-dimensional model of thermal and 
flow processes accounting for moisture evaporation, implemented in ANSYS Fluent, was studied lately 
by Słupik et al. (2015). One of the latest works to be mentioned is the work by Jin et al. (2013) in which 
a three-dimensional transient model for coupled coking and combustion chambers, developed to simulate 
transport phenomena using CFX code was presented.

In the work presented here, a one-dimensional transient model was proposed to predict the change dynamics 
of temperature, internal gas pressure and the evolution of volatiles during coal coking. Contrary to the 
previous authors’ work (Polesek-Karczewska et al., 2015), the temperature field was calculated for the 
system including an oven ceramic wall. The model utilises the correlations for temperature-dependent 
specific heat and thermal conductivity of coal taken from literature. The model was verified using 
measurement data from a real scale coke oven, showing a considerable influence of assumed thermal 
conductivity on the predicted temperature history.

2. MATHEMATICAL DESCRIPTION OF TRANSPORT PHENOMENA IN COAL CHARGE

Although the phenomena taking place during coal coking are at least two dimensional, due to their 
complexity some simplifications have to be made in order to simulate the process in reasonable time. 
A typical industrial scale coke oven chamber is about 0.4 m in width, 5 m in height and 15 m in depth 
and is heated from both sides with heating channels. The total duration time of the coking process reaches 
18-20 hours. As the heating proceeds from the wall to the centre of the coke oven, the coal charge is first 
dried and afterwards, when it achieves temperature higher than 623 K it undergoes devolatilisation. The 
temperature range within which volatile release is the most intensive coincides with the range of coal 
softening. For temperatures above ca. 773 K the plastic zone turns into the semi-coke and then into coke.

2.1. Model details

In general, the coking process is three-dimensional. In real conditions, the heat transfer and gas flow 
phenomena are at least two-dimensional in the wall vicinity and in the upper and lower part of a coke oven. 
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Also, transport processes are recognised as multidimensional at the center of the charge at the end stage 
of the process, when a large vertical crack appears and the upward gas flow becomes significant. In other 
charge zones, which occupy most of a coke oven volume, transport processes may be essentially treated as 
one-dimensional. The one-dimensional approach simplifies the process description allowing to predict its 
crucial parameters with reasonable accuracy and, simultaneously, reduced time and cost of computations. 
As the literature on the coking process shows, one-dimensional models in this area of research are very 
often used as providing satisfactory agreement with real scale measurement data.

To simulate the coal coking process the following hypotheses were introduced:
1)	 the problem is symmetric due to heating from both sides,
2)	 regarding the high aspect ratio of the coke oven, the heat transfer and gas flow are one-dimensional 

(transfer in x-direction from the wall to the mid-plane, Fig. 1),
3)	 the released volatiles are non-condensable (the formation and transport of tars are neglected),
4)	 thermo-physical properties of coal/coke charge are effective (bulk) properties dependent on temperature,
5)	 the presence of fissures and cracks is not taken into account when considering the gas flow problem.

According to the one-dimensional approach proposed the flow of gases is driven by pressure difference. 
Gas is assumed to flow out of the charge at the centre plane being under atmospheric pressure, which is 
intended to represent the coke oven gas escape in the upwards vertical direction at the mid-plane. In this 
approach the gas mass balance is conserved in each analysed cross-section and each time step. Also, the 
total mass balance of gas released in the whole coke oven volume, which is equal to the integral of the 
mass flux of gas flowing out of the calculation domain, is conserved.

Fig. 1. A schematic of a coke oven chamber

Thus, the model is built on balance equations as follows:
•• solid phase mass balance

	 ,		  (1)

•• moisture mass balance

	 ,		  (2)

•• 	water steam mass balance

	 ,		  (3)
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•• 	mass balance for gas mixture

	 ,		  (4)

•• 	momentum balance for gas mixture

	 ,		  (5)

•• 	energy balance for the coal charge

	 ,		  (6)

•• 	energy balance for the coking chamber wall

	 .		  (7)

Quantity  appearing in Eqs. (1), (4) and (6) represents mass source resulting from thermal decomposition 
of coal and is determined by relation:

	 		  (8)

where Z denotes pyrolysis progress defined as Z = ms/ms,0. Subscript ¥ refers to the maximum 
devolatilisation, which means the mass loss value for very slow pyrolysis. To describe the value of Z¥, 
the approximation of thermogravimetric data for Zofiowka coal (YV = 22%) is adopted (see Tab. 1). 
Devolatilisation rate k [1/s] is calculated using correlation dependent on volatile content proposed by 
Postrzednik (1994).

Since the model does not account for detailed gas composition, for the purposes of internal gas pressure 
computations that require the data on molar mass, gas mixture was assumed to be characterised by an 
average approximate composition of coke oven gas, i.e. 55% H2, 23% CH4, 7% CO, 3% CO2, 3% CmHn, 
8% N2 and 1%O2. (Sultanguzin, 2007).

The volumetric mass source of moisture , introduced into the Eqs. (2)-(4) and (6) is described as 
follows:
	 		  (9)

with the net mass flux jwg dependent on the difference between the water vapour pressure above the liquid 
surface (pw,g) and water pressure at the fluid-particle interface (pw

sat), which may be written in the form:

	 .		  (10)

The details and discussion regarding the vaporisation/condensation model are given elsewhere (Polesek-
Karczewska et al., 2015). Also, similarly as in the mentioned work, the values of steam convection parameter 
s and specific surface area aI were set to 0.01, 11.0 (for vaporisation) and 550.0 (for condensation), 
respectively.

2.2. Boundary and initial conditions

The initial conditions are the ambient temperature and pressure uniformity and zero gas velocity, (see 
Fig. 1):
	 ( ) 00, TxT = 		  (11a)
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	 ( ) 00, pxpg = 		  (11b)

	 ( ) 00, =xvg 		  (11c)

The temperature at the charge-side of the inter-wall between the heating channel and the coking chamber 
was calculated by solving heat conduction problem in the wall, setting its width to Lcw = 0.1 m and 
temperature on the heating channel side to a constant value TH = 1373 K. The thermo-physical properties 
of the wall were assumed to be constant, i.e. rcw = 2.0 ×103 [kg/m3], cv,cw =2.5×103 [J/(kg K)] and  
lcw = 2.0 [(W/(m K)].

The boundary conditions at the refractory wall are the wavy-like pressure change:

	 ( ) ( ) ( ) ( )
g

ggg
gg

p
a

t
x

ttpttxp
attptp

ρ∂
∂

=
∆

∆
∆−−∆−∆

+∆−=       ,
,0,

,0,0 		  (12a)

and the wall non-permeability

	 ( ) 0,0 =tvg 		  (12b)

At the centre-plane of a coke oven, i.e. at x = L/2, the symmetry boundary conditions for temperature and 
velocity are assumed, respectively:

	
( )

0
,2/

=
∂
∂

tLx

T 		  (13a)

	
( )

0
,2/

=
∂

∂

tL

g

x

v 		  (13b)

and the ambient pressure

	 ( ) 0,2/ ptLpg = 		  (13c)

3. RESULTS AND DISCUSSION

To solve the problems of gas flow and heat transfer, partly implicit numerical schemes were applied. 
During the carbonisation process the porosity of coal/coke changes due to its thermal decomposition, 
which results in charge porosity and thus bulk density change. However, the variety of structures to which 
the decomposing coal charge converts, leads to difficulties in the estimation of these parameters in the 
full temperature range, and consequently, to the lack of complete experimental data that could provide 
the continuous temperature-dependent functions to describe them. Strugała (2000) reported experimental 
data on true density of coal chars derived from various coal blends at temperatures ranging between 823 
K and 1273 K. On the other hand, he analysed experimentally true density of Polish bituminous coals for 
temperatures up to 773 K (Strugała, 2002a) and provided data on the volume of pores for a temperature 
range from 658 to 1273 K (Strugała, 2002b). The model proposed herein requires the introduction of either 
the charge porosity or the coal apparent density as an input parameter in the whole temperature range. 
Therefore, for the purposes of the present study an apparent density of coal rs in the form of a temperature-
dependent function was implemented. In order to express somehow the structure change, the test results for 
simultaneous thermogravimetric analysis and measurement of the shape of coal grains (IChPW, 2007) were 
utilised (see Fig. 2). For permeability the temperature-dependent function, approximating experimental data 
of Miura and Nishioka (Mertas et al.,2013), was employed (see Fig. 3). Gas density rg is calculated using 
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the ideal gas equation. Other physicochemical parameters of coal, gas and water, assumed for numerical 
calculations are summarised in Table 1.

Fig. 2. Apparent density of coal/coke

Table 1. Input parameters for numerical simulation

Parameter Value Ref.

cv,s, J/(kg K)

a+b(T-273)+c(T-273)2+d(T-273)3+e(T-273)4 , for T[K]
a = 1.08´103,
b = 3.81,
c = 5.48´10-4,
d = -7.83´10-6,
e = 3.99´10-9

Tomeczek 
and Palugniok 
(1996)

cv,g, J/(kg K) -1.3268·10-7T3+3.2135·10-4 T2-0.0926T+0.7192 tabulated data
rw, kg/m3 1000.0
cv,w, J/(kg K) 4200.0 
lw, W/(m·K) 0.60
m, Pa·s 10-5

Z¥
a1 = 1.52298, a2 = 17.8652
b1 = 413.794, b2 = 780.823
c1 = 39.55, c2 = 49.2996
d = 0.8253

Polesek-
Karczewska 
(2008)

L, m 0.4
Lw, m 0.1
hsg, MJ/kg 0.20
hwg, MJ/kg 2.20
T0, K 300.0 
p0, Pa 105 
es,0 0.55
ew,0 0.1
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Fig. 3. Assumed permeability function (solid line) based on experimental data by Miura and Nishioka (points) 
given in Mertas et al.(2013) 

Regarding the considerable effect of physicochemical properties of the coal/coke charge on the temperature 
dynamics in the coke oven, in order to compare the temperature predictions with real scale measurement 
data, three various correlations for thermal conductivity were taken into consideration. They are listed in 
Table 2.

Table. 2. Thermal conductivity assumed for dry coal/coke charge, l [W/(m·K)]

Case Value Ref.
1 0.1043exp(0.0035(T+273)) IChPW data
2 0.003132exp(0.0063T) Kasperczyk and Simonis (1971)

3 0.23,                  T ≤ 673 K
0.23+2.24×10-5(T-673)1.8, T > 673 K Adesanya and Pham (1995)

The model predictions for the midpoint temperature of a coke bed were compared with industrial 
measurements conducted in the coke oven of a battery at Przyjaźń coking plant. The thermo-elements 
were put inside through the coke side about 4.1 m above the sole before charging. One of them was placed 
near the inter-wall (x = 0) and the other in the centre-plane (at x~ 20 cm from the wall). It is obvious that 
due to the measuring procedure difficulties in industrial scale, the data sets may deviate. The position of 
temperature sensors may change during the process, for instance, as a result of charge shrinkage. Moreover, 
heat transfer is strongly affected by local charge heterogeneity, and so by the liquid conductivity, convection 
and radiation from flowing gas, and the information on such effects is impossible to obtain. However, based 
on numerous data regarding thermal histories in the charge, it may be assumed that the total measurement 
error does not exceed 5%.

The evolution of calculated and measured (3 test series) temperatures at the centre of a coke oven is 
shown in Fig. 4. Both, the experimental and theoretical results show the delay in temperature increase 
above the boiling point (373 K), which is caused by moisture evaporation and condensation. The steam is 
transported from the wall to the centre of the oven and condenses in cooler zones of the charge, stabilising 
temperature at the level of 373 K until all the water is released. Measurements show the total drying 
process to last, depending on the data set, from 7 to 9 hours. Numerical simulations show longer times of 
moisture vaporisation, which starts about 2-3 hours from the process beginning and is completed within 
the next 9 or 11 hours, depending on the thermal conductivity assumed in computations, case 2 and case 3, 
respectively. In the case studied, the best agreement between model predictions and experimental data was 
obtained when employing the correlation for thermal conductivity which was experimentally derived at 
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IChPW (Zabrze, Poland), (case 1). For other thermal conductivity functions the simulation results show 
either shorter (case 2) or longer total coking time (case 3).

Fig. 4. Temperature change in the centreline of the coke oven – measured (3 test series) and calculated assuming 
various thermal conductivity for the charge

Thermal histories in the coal charge (case 1) at various distances from the wall, including wall temperature 
(x = 0), are shown in Fig. 5. It is clearly seen that wall temperature decreases down to about 650 K in 
the first stage of the process and starts to increase afterwards. The difference in duration of drying is also 
observed. It lasts about 1.5 h at x = 5 cm, 3 h at x = 10 cm, 6 h at x = 15 cm and 9 h at x = 20 cm.

Fig. 5. Predicted temperature evolution within the coal/coke charge during coking

The temperature evolution corresponds with the change dynamics of gas generation within the charge, 
which is shown in Fig. 6. It may be observed that the rate of gas volatile release increases when the 
temperature is locally within the range of intensive devolatilisation, which is between ~ 673 and 823 K. 
Hence, for instance, at the distance of x = 5 cm the volumetric mass flux of gases rises up immediately 
between 3rd and 6th hour of the coking cycle and between 6th and 10th hour at x = 10 cm. Further increase 
in gas mass rate observed after about 11 hours of the process follows from the fact that at this stage of 
the cycle the zones of more and less intensive devolatilisation are distributed along the whole charge at 
a temperature above 673 K.
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Fig. 6. Predicted evolution of gas release within the coal/coke charge during coking

Fig. 7 depicts a comparison between the predicted change in global volumetric gas rate during the coking 
process and the data from literature (Trefny, 1951) . It shows that in case of model simulations the gas 
generation rises during the first 3-4 hours into the process to the level of approximately 200 Nm3/h, then 
remains almost constant for the next 7 hours, and rises again achieving its maximum of about 450 Nm3/h 
at about 14th hour of process duration. 

Fig. 7. Global coke oven gas (dry) release rate vs. time – results of model calculations (solid line) and literature 
data (dotted line, Trefny, 1951)

Finally, after 20 hours, the amount of gas released from the coke oven decreases to the level of approximately 
100 Nm3/h. The obtained function of gas rate, particularly as regards the time when the maximum of gas 
release appears, is in good qualitative agreement with typical characteristics of gas yield.

Evolving steam and volatiles, when they meet or are trapped in the plastic zone, result in the increase in 
the internal gas pressure in a coke oven. The change dynamics of internal gas pressure is plotted in Fig. 8. 
The local rapid pressure increase is observed at the distance where the temperature is at the level of coal 
softening, i.e. about 700 K, which means a decrease of coal permeability. In the case considered, the plastic 
zone begins at x = 10 cm at about 6h into the process, whereas at x = 15 cm at the time of approximately 
10 h (compare with Fig. 5). The maximum pressure achieving the level of about 8 kPa is observed in 
about 12.5 hour of the coking cycle, which is due to the thickness of the plastic layer that blocks the 



cpe.czasopisma.pan.pl;  degruyter.com/view/j/cpe 

D. Kardaś, S. Polesek-Karczewska, P. Ciżmiński, S. Stelmach, Chem. Process Eng., 2015, 36 (3), 291-303

300

flow of gases. In general, its extent (for the typical temperature range of 623 – 773 K) increases as the 
process is in progress. Analysing temperature profiles (Fig. 5) one can see that at the mentioned stage of 
the process, i.e., 2/3 of the duration time, the predicted plastic layer joins the one formed on the opposite 
side of the center-plane. Consequently, the plastic zone then occupies the area between x = 26 cm and  
x = 34 cm (the area between x = 0 and x = 0.1 m represents the coke oven wall), approximately, which 
may clearly be seen from the temperature plot in t-T coordinate system, shown in Fig. 9.

Next, when the charge is being further heated it re-solidifies and the pressure drops down to the ambient.

Fig. 8. Predicted evolution of internal pressure within the coal/coke charge during coking

Fig. 9. Predicted temperature distribution within the coke oven (1/2 of the coke oven chamber) with the plastic 
layer zone marked (hatched areas)

The gas escape from the plastic layer is due to the permeability of the adjacent layers. Coke and semi-coke 
layers include, apart from pores, fissures and cracks that are developed during the stage of plastic coal 
re-solidification, which allow the gas outflow and internal pressure release. And, on the opposite side of 
the plastic layer where the intra-particle voids in coal charge are partly occupied by condensed heavy tars, 
the gas flow is limited (Barriocanal et al, 1998). As shown, for instance, by studies of Casal et al. (2006) 
fissure patterns formed in the so-called dangerous coals, i.e., generating higher wall pressures, are far less 
developed compared to safe coals. However, a quantitative description of the relationship between fissuring 
structure and pressure peaks is too complex and still remain a challenge.
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4. SUMMARY

•• The model, although one-dimensional, extends the capability to predict and control the dynamics of 
coal coking process characteristics, including temperature, pressure, gas and steam release.

•• Heat transfer affected by water phase transitions was proved to drive the process of thermo-chemical 
conversion of coal and showed the vaporisation and condensation of moisture to be responsible for the 
delay in temperature increase above 373 K and hence for prolonging the duration of the total process.

•• The calculation results for temperature in the mid-plane were verified with industrial measurement 
assuming various temperature-dependent functions for charge thermal conductivity; satisfactory 
agreement was obtained in case of one of the functions assumed.

•• The model predictions regarding the total gas release rate are in good qualitative agreement with data 
reported in the literature.

•• In general, internal pressure peaks correspond with charge devolatilisation inside the coal plastic zone, 
which is non-permeable and blocks the gas outflow.

The work presented in the paper has been partially supported by the National Project POIG.01.01.02-24-
017/08 “Smart Coke Plant Meeting the Requirements of Best Available Techniques” co-financed by the 
European Regional Development Fund (ERDF).

SYMBOLS

aI	 specific surface area, m2/m3

cv	 specific heat, J/(kg K)
h	 enthalpy of transition, J/kg
j	 net mass flux, kg/(m2 s)
K	 permeability, m2

M	 molar mass, kg/kmol
L	 oven width, m
Lcw	 width of the coking chamber wall, m
p	 pressure, Pa
R	 universal gas constant, 8.314 J/(mol K)
T	 temperature, K
t	 time, s
W 	 mass rate, kg/(m3 s)
Y	 mass fraction, kg/kg
v	 velocity, m/s
x	 space coordinate, m
Z	 pyrolysis progress, Z = ms/ms,0

Greek symbols 
e	 volume fraction, m3/m3

l	  thermal conductivity, W/(m K)
µ	 dynamic viscosity, Pa·s
ρ	  density, bulk density, kg/m3

Superscript
sat	 saturation
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Subscripts 
l	 liquid phase
cw	 coking chamber wall
g	 gas phase
s	 solid phase
sg	 solid to gas (pyrolysis)
w	 water
wg	 water to steam (vaporisation)
w, g	 water steam in gas mixture
0	 initial state
∞	 for t→∞

REFERENCES

Adesanya B.A., Pham H.N., 1995. Mathematical modelling of devolatilization of large coal particles in a convective 
environment. Fuel, 74, 896-902. DOI: 10.1016/0016-2361(95)00014-3.

Alvarez R., Pis J.J., Diez M.A., Barriocanal C., Menendez J.A., Casal M.D., Parra J.B., 1996. Carbonization of wet 
and preheated coal. Effect on coke quality and its relation with textural properties. J. Anal. Appl. Pyr., 38, 119-130. 
DOI: 10.1016/S0165-2370(96)00947-3.

Atkinson B., Merrick D., 1983. Mathematical models of the thermal decomposition of coal: 4. Heat transfer and 
temperature profiles in a coke-oven charge. Fuel, 62, 553-561. DOI: 10.1016/0016-2361(83)90225-9. 

Barr P.V., Osinski E.J., Brimacombe J.K., Khan M.A., Readyhough P.J., 1994. Mathematical model for tall coke 
oven battery. Part 3. Integrated model and its application. Ironmaking Steelmaking, 21, 44-55.

Barriocanal C., Hayes D., Patrick J.W., Walker A., 1998. A laboratory study of the mechanism of coking pressure 
generation. Fuel, 77, 729-733. DOI: 10.1016/S0016-2361(97)00242-1.

Casal M.D., Diaz-Faes E., Alvarez R., Diez M.A., Barriocanal C., 2006. Influence of the permeability of the plastic 
layer on coking pressure. Fuel, 85, 281-288. DOI: 10.1016/j.fuel.2005.06.009.

IChPW, 2007. Int. Tech. Report, IChPW Zabrze.
Jenkins D.R., 2001. Plastic layer permeability estimation using a model of gas pressure in a coke oven. Fuel, 80, 

2057-2065. DOI: 10.1016/S0016-2361(01)00074-6.
Jin K., Feng Y., Zhang X., Wang M., Yang J., Ma X., 2013. Simulation of transport phenomena in coke oven with 

staging combustion. App. Therm. Eng., 58, 354-362. DOI: 10.1016/j.applthermaleng.2013.04.056.
Karcz A., Strugała A., 2001. Coking pressure. Part IV. The mechanism of coking pressure phenomenon. Karbo, 7-8, 

265-273 (in Polish).
Kasperczyk J., Simonis W., 1971. Die Hochtemperaturverkokung von Steinkohle im Horizontalkammerofen bei 

Schuttbertrieb als Temperatur-Zeit-Reaktion. Gluckauf-Forschungsh, 32, 23-34.
Merrick D., 1983a. Mathematical models of the thermal decomposition of coal: 1. The evolution of volatile matter. 

Fuel, 62, 534-539. DOI: 10.1016/0016-2361(83)90222-3. 
Merrick D., 1983b. Mathematical models of the thermal decomposition of coal: 2. Specific heats and heats of reaction. 

Fuel, 62, 540-546. DOI: 10.1016/0016-2361(83)90223-5. 
Merrick D., 1983c. Mathematical models of the thermal decomposition of coal: 3. Density, porosity and contraction 

behavior. Fuel, 62, 547-552. DOI: 10.1016/0016-2361(83)90224-7.
Mertas B., Sobolewski A., Różycki G., 2013. Investigations on plastic coal layer gas permeability as a factor 

influencing the volume of generated expansion pressure. Karbo, 2, 163-171 (in Polish).
Miura K., Inoue K., Takatani K., Nishioka K., 1991. Analysis of steam flow in coke oven chamber by test coke ovens 

and a two-dimensional mathematical model. ISIJ International, 31, 458-467. DOI: 10.2355/isijinternational.31.458. 
Nomura S., Arima T., 2000. Coke shrinkage and coking pressure during carbonization in a coke oven. Fuel, 79, 

1603-1610. DOI: 10.1016/S0016-2361(00)00018-1.
Osinski E.J., Barr P.V., Brimacombe J.K., 1993a. Mathematical model for tall coke oven battery. Part 1. Development 

of thermal model for heat transfer within coke oven charge. Ironmaking Steelmaking, 20, 350-361.
Osinski E.J., Barr P.V., Brimacombe J.K., 1993b. Mathematical model for tall coke oven battery. Part 2. Calculation 

of gas flow and related phenomena for coke oven charge. Ironmaking Steelmaking, 20, 453-467.



cpe.czasopisma.pan.pl;  degruyter.com/view/j/cpe 

Prediction of coking dynamics for wet coal charge

303

Polesek-Karczewska S., 2008. Comparative analysis of devolatilization kinetics of various biomass and fossil fuels. 
Tech. Report, 141, IMP PAN Gdańsk (in Polish).

Polesek-Karczewska S., Kardaś D., Ciżmiński P., Mertas B., 2015. Three phase transient model of wet coal pyrolysis. 
J. Anal. Appl. Pyrol., 113, 259-265. DOI: 10.1016/j.jaap.2015.01.022.

Postrzednik S., 1994. Solid fuel carbonization – method of determination, basic relations. Karbo, Energochemia, 
Ekologia, 39, 220-228 (in Polish).

Słupik Ł., Fic A., Buliński Z., Nowak A.J., Kosyrczyk L., Łabojko G., 2015, CFD model of the coal carbonization 
process. Fuel, 150, 415-424. DOI: 10.1016/j.fuel.2015.02.044.

Strugała A., 2000. Empirical relationships for the determination of true density of coal chars. Fuel, 79, 743-753. 
DOI: 10.1016/S0016-2361(99)00201-X.

Strugała A., 2002a. Empirical relationships for the determination of yield and true density of chars produced within 
the temperature range of coal plasticity. Gospodarka Surowcami Mineralnymi – Mineral Resources Management, 
18, 37-62.

Strugała A., 2002b. Changes of porosity during carbonization of bituminous coals: Effects due to pores with radii 
less than 2500 nm. Fuel, 81, 1119-1130. DOI: 10.1016/S0016-2361(02)00034-0.

Sultanguzin I.A., 2007. Combustion of Heating Gases in Coke Battery, Coke Chem. 50, 55-62. DOI: 10.3103/
S1068364X07030039.

Tomeczek J., Palugniok H., 1996. Specific heat capacity and enthalpy of coal pyrolysis at elevated temperatures. 
Fuel, 9, 1089-1093. DOI: 10.1016/S0016-2361(96)00067-1.

Trefny F., 1951. Wege zur Erzielung des gunstigsten Ausbringens an Kohlenvertstoffen bei der Verkonung unter 
besonderer Berucksischtigung der Ausgleichvorlage. Gluckauf, 87, 23/24, 537-551.

Witos J., 1977. Determination of a non-stationary temperature field in a coke oven chamber by means of direct 
measurements and numerical calculations. PhD Thesis, AGH University of Science and Technology (in Polish).

Voller V.R., Cross M., Merrick D., 1983. Mathematical models of the thermal decomposition of coal: 5. Distribution 
of gas flow in a coke oven charge. Fuel, 62, 562-566. DOI: 10.1016/0016-2361(83)90226-0.

Received 16 September 2014
Received in revised form 03 May 2015
Accepted 30 July 2015


