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Torrefaction kinetics of Norwegian biomass fuels, including spruce (softwood) and birch (hardwood) was
studied using a thermogravimetric analyser. Small samples of approximately 10 mg and particle size of
63-125 um were heated at a constant heating rate of 5 °C/min and kept afterwards for 4 hours in
isothermal conditions at different temperatures (230, 240, 250, 260, 270 and 280 °C). A two-step kinetic
model was employed to simulate the recorded mass loss curves. The results showed that the
decomposition of the initial biomass in the first step, to form an intermediate solid and volatiles, exhibited a
higher conversion rate compared with the second step. The rate constants (in s”) for two steps are:

ky = 2.80 x 10Mexp (2227

increasing torrefaction temperature, reproduced the experimental results well.

) for spruce and k; = 106.6 X exp(

) for birch. Moreover, the final solid yield, which decreased gradually with

1. Introduction

Torrefaction is a thermochemical process for upgrading cellulosic biomass into a more homogeneous fuel
which can be utilised in other conversion processes for energy purposes. The main idea is to try to modify
the feedstock properties towards a more predictable fuel during energy conversion without taking out much
of its energy content. Many research studies have been performed in the past decade in order to assess
properties of torrefied fuel. A nice overview over the past findings can be found in the review prepared by
(Chew and Doshi, 2011). The energy situation in Norway is quite different to other European countries as
most of the electricity and the residential heating energy consumption is acquired through sustainable and
green alternatives mainly in the form of hydropower or biomass. Major reductions in greenhouse gas
emissions have to be therefore achieved through adjustments in other polluting sectors.

Currently, changes in the transport sectors for both land and air traffic are being considered for the
mitigation of the greenhouse gas emissions in Norway. One topic is the production of biofuels through
biomass gasification and Fischer—Tropsch processes. Torrefaction could play an important role for this
type of technology since untreated biomass is difficult to gasify in an entrained flow reactor, which is one of
the gasification reactor alternatives for production of syngas suitable for upgrading to biofuels through
Fischer—Tropsch processes. The importance of torrefaction in this particular field has been reviewed by
(van der Stelt et al., 2011).

Torrefaction as a means for achieving stable operating conditions in processes for power and heat
production through combustion has also been a major drive for the authors of this manuscript to work on
torrefaction. The fuel properties of typical Norwegian woods, birch (hardwood) and spruce (softwood), after
dry and wet torrefaction have been assessed in the respective works of (Tapasvi et al., 2012) and (Bach et
al.,, 2013). The same fuels have been used in this study although the current focus is to look into the
thermal degradation kinetics under dry torrefaction conditions. Determining the torrefaction kinetic
parameters of typical Norwegian fuels is important for the prediction of their behaviour under different pre-
treatment conditions. It is also useful for design and optimization of torrefaction reactors.
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Engineering Transactions, 37, 49-54 DOI: 10.3303/CET1437009
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2. Mechanism and kinetic model

For torrefaction it is more relevant to perform the kinetic study under isothermal conditions. The history for
performing kinetic studies on pyrolysis is quite rich and spans over several decades. The review prepared
by (Lede, 2012) on pyrolysis kinetics of cellulose might give the readers a historical overview of the topic.
For torrefaction, the list of kinetic studies is much shorter but has been growing steadily in the past couple
of years.

This study uses a two-step reaction in series model to simulate the mass loss on the basis of the data
collected from a series of thermogravimetric analysis (TGA) experiments. The model has been used for
pyrolysis and was described in the work of (Agrawal, 1988) as the modified Kilzer-Broido Model. The same
model has been later adopted by (Di Blasi and Lanzetta, 1997) for modelling the degradation of xylan in an
inert atmosphere and for the temperature range 200-340°C. For torrefaction, (Prins et al., 2006) also
adopted this model for willow and lately (Shang et al., 2013) used it for modelling the weight loss
characteristics of straw. (Repellin et al., 2010) relied on literature data for the activation energy and
adjusted the other kinetic constants to predict the anhydrous weight loss of wood chips in a pilot kiln. Two
models were used in their curve fitting, the modified Kilzer-Broido model and the Rousset model (Rousset
et al., 2006). They neglected heat transfer limitations in their study and only compared the model to the
final weight loss of the experiments.

The mechanism adopted for kinetic modelling in this study is presented in Equation (1) (Agrawal, 1988, Di
Blasi and Lanzetta, 1997). It is assumed that biomass A is converted to an intermediate solid B and
volatiles V. The intermediate solid B reacts afterwards to form the final solid C and the additional volatiles
Va.

V1 V2

kv Kv2

A kB‘rB e > C

Assuming first order kinetics, the rate equations for the solid compounds can be written as (2-4).

d[A
%£=—@B+M0M] @
d
% = kg[A] — (k¢ + ky2)[B] (3)
dic]
= elPl @

The rate constants of the component steps are dependent on the activation energy and the pre-

Eq
exponential factor in the Arrhenius' equation k;(T) = A;e &r, i=A4, B, V1, V3, C.
For the kinetic modelling and simulation, the relative sample mass (M:/ Mo) defined by (5) is introduced.

(&) _ My — Mggp 5)

MO My — Mggh
where m; = sample mass at time t, mas» = mass of ash in the initial sample, my is the initial sample mass,
M= m- Mash, and Mo= mo - Mash.

The relative sample mass can be experimentally determined, called (M/Mo)esxp, via a thermogravimetric
analysis. On the other hand, it can be calculated and called (M/Mo)cr. Indeed, the relative sample mass
can be expressed as the mass sum of the three pseudo compounds A, B and C in (6) , or can be obtained
through the integration of the differential equations (2-4) with the initial conditions A =1 and B, C=0 as in

(7):

VAN
() =tar+s1+1c ©)

or
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M kg Ky —kg-k —kpg Ky, + kg k kg -k

(_t) = [1 (M)] ekt 4 (M) oot 4 B KC Ko
M, cal Ky - (Ky — K1) Ky - (Kz — K1) K- K,

where:

Ky = (kg + ky1); and K, = (k¢ + ky2) (8)

3. Materials and methods

Norway spruce and birch woods were used as feedstock in this study. The fuel properties of the raw
materials are given in Table 1, which is adopted from (Tapasvi et al., 2012). The biomass samples were
first ground with an IKA MF 10 cutting mill. Particles having size of 63-125 ym were selected for
thermogravimetric analysis in a METTLER Toledo TGA/SDTA 851e.

Table1. Fuel properties of the feedstock

Proximate analysis Ultimate analysis b

Type of biomass HHV
Ash® VM?  Fixed C* c? H? ok N? s?

Norway birch 0.22 8943 10.35 48.62 6.34 4490 0.09 0.05 19.80

Norway spruce 0.23 86.34 13.43 50.10 6.36 4352 0.07 0.05 2045

 Wt%; ° Higher heating value, in MJ/kg and ash free

Prior to the TGA experiments, the samples were dried at 100 °C for 24 h. For each of the experiments, an
amount of 10 mg of the feedstock powder was spread in the 150 pyL alumina crucible of the TGA. The
sample was heated from room temperature and held at 100 °C for 30 min to remove the moisture and then
heated with a heating rate of 5 °C/min to the torrefaction temperature (230, 240, 250, 260, 270 and 280
°C), at which the sample was isothermally held for 4 hours. A flow rate of 100 mL/min of nitrogen was
supplied for all experiments.

The kinetic parameters (k, E, A in the Arrhenius equation) for torrefaction of the wood samples were
determined by analysing the experimental data and model (7) using the nonlinear least square method,
which minimizes the sum S of the squares in Equation (9):

) | ©

exp,i

where 7 denotes the different data points of the sample mass that can be respectively collected and
calculated as time progresses.

4. Results and discussion

4.1 Thermogravimetric analysis of woods during torrefaction

Figure 1A and 1B respectively presents results from the thermogravimetric analysis of the Norway spruce
and birch wood samples during torrefaction at different temperatures. In these figures, the TGA curves
were constructed by plotting the data of remaining solid mass fraction (or relative sample mass, M/ M)
against (holding) time. Note that the remaining sample mass at 200 °C was normalized as the initial mass,
m,, at t = 0, considering that dry torrefaction process is assumed to start at 200 °C (Bergman et al., 2005).

As can be seen from Figure 1, the trends of the TGA curves for the two woods are similar: increasing
either the torrefaction temperature or holding time increased the mass loss. In addition, when the
torrefaction temperature was increased from 230 to 280 °C, the slope of the TG curves increased, which
indicates that the effect of holding time on the mass loss increased. Moreover, the effect of torrefaction
conditions on the birch wood was stronger than that on the spruce because at a same torrefaction
temperature and holding time, the birch had more mass loss than the spruce. This is presumably due to
the fact that birch (hardwood) contains more hemicellulose than spruce (softwood) (Sjostrém, 1981). Other
possible causes should include the higher content of volatile matter for birch (89.4%) than spruce (86.3%)
as given in Table 1.
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Figure 1. TGA curves for torrefaction of spruce (A) and birch (B) at different temperatures

4.2 Simulation details

Simulations on the basis of analysing model (7) using the nonlinear least square method were performed
for all the collected data presented in Figure 1. Results from all of the simulations will be presented later in
Section 4.3. In this section, the simulations for the spruce torrefaction at three different temperatures (230,
250 and 280 °C) will be discussed in detail for a demonstration and understanding of the fate of the
intermediate (B) during torrefaction. Figure 2 graphically presents results from the selected simulations, in
which A, B, and C denotes the mass of initial biomass (A), intermediate product (B) and final solid (C),
respectively. The experimental and calculated data are represented by exp and cal, respectively. The
calculated curve (cal) is the sum of three partial curves (A, B, and C), i.e. cal=A+B+C.
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Figure 2. Simulation for spruce torrefaction of at 230, 250 and 280 °C

From Figure 2 it is observed for all of the three cases that, at time t = 0 when T = 200 °C, the initial spruce
A started degrading to form its intermediate B. The formation of B was coupled with its degradation to form
the final solid C. The simultaneous formation and decomposition of B competed to each other. This
competition was dependent on torrefaction temperature, resulting in the different shapes of B curves. At
230 °C the intermediate B was quite thermally stable. B formation rates were greater than its
decomposition rates. Only a small fraction of B was converted to C at a given time. Consequently, the B
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curve increased consistently with time. However, at higher torrefaction temperatures (from 250 °C), B
curves had a peak at which B decomposition became faster than B formation. The higher torrefaction
temperatures, the earlier the peaks occurred and the sharper the peaks were. Overall, the decomposition
of A was strongly dependent on the torrefaction temperature: at 230 °C, it took more than 250 min (~4.2 h)
to convert the virgin biomass completely, but this gradually reduces to 230 and 100 min (~3.8 and 1.7 h) at
250 and 280 °C, respectively. In addition, the higher torrefaction temperatures, the more final solid (C)
were formed.

4.3 Kinetic data extraction

Figure 3 graphically presents results from all of the simulations performed for the collected data presented
in Figure 1. Relatively good fits between the simulated and experimental data are observed. In addition,
the fits for the spruce are slightly better than that for the birch. It should be noted that the simulations with
the curve fitting approach aimed to obtain the best overall fit for the all data sets, not for a single set of
data collected from the torrefaction at one temperature. Therefore, certain individual fits may look better
than the others.
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Figure 3. Simulations and curve fittings between experimental data (solid lines) and simulated data
(dashed lines) for torrefaction of spruce (A) and birch (B) at different temperatures

From the simulations, the kinetic parameters were extracted, which are shown in Table 2. In this table the
rate constant k;(T) = A;exp (——) (i= B Vi, G or V) in s*, the pre-exponential factor (4;) in s™, the

activation energy (E;) in J/mol, the gas constant (R) in J.mol.K*, and the absolute temperature (T) in K.
The obtained kinetic parameters are in a reasonable range compared with kinetic parameters for the
degradation of hemicellulose and cellulose, which has been reported in the literature (White et al., 2011). It
can be seen from the table that the activation energy values in the first step are lower than those in the
second step, but the pre-exponential factors in the second step are much higher than those in the first
step. However, the constant rate in the first step (K; = kg + ky1) is higher than that in the second step
(K2 = k¢ + ky2)-

Table 1. Extracted kinetic parameters for spruce and birch torrefaction

104431 5

Rate constants (s™) Spruce Birch
—48109.7 55112.8
kg 21.2 x exp( ) 106.6 x exp( )
99238 5 94428 0
ky, 4.74 x 105exp( ) 2.61 x 105exp< )
149639 9 163263 7
ke 4,74 x 109exp( ) 2.80 x 101°exp< )

ky, 3.40 x 108exp( 2.3 % 105exp<

R=8.314 JK ~mol ™, T: absolute temperature (K)

This observation is also in agreement with the literature (Prins et al., 2006, Di Blasi and Lanzetta, 1997)
and thus confirms that the conversion is much faster in the first step than in the second step, which was
graphically demonstrated in Section 4.2. According to (Prins et al., 2006), the first step (degradation of the
initial biomass to form the intermediate) is addressed to hemicellulose degradation and the second step
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(further decomposition of the intermediate to produce the final solid) is due to cellulose decomposition. The
significant difference in the reaction rates of two steps is because that hemicellulose has much poorer
thermal resistant than cellulose (Prabir, 2010).

5. Conclusions

Torrefaction kinetics of Norway spruce and birch has been studied by TGA experiments followed by a
kinetic modelling using a two-step model. The results showed that the decomposition of the initial biomass
in the first step had much higher conversion rate compared to the second step. The solid obtained from the
torrefaction contained not only the final solid but also some unreacted intermediate solid. The model
exhibited high overall fits and the produced solid yields were well predicted. The rate constants (in s'1) for

_48109'7) , ky =4.74 x 10%xp (w) for spruce and k; = 106.6 X

two steps are: k; = 21.2 X exp( =T RT
—163263.7

o (—55112.8)’ k, = 2.80 x 101°exp( -
and holding time on the degradation of the initial biomass and the intermediate solid was significant.

) for birch. In addition, the effect of torrefaction temperature

Acknowledgments

This work is financed by the Research Council of Norway and a number of industrial partners through the
project STOP (“STable OPerating conditions for biomass combustion plants”). STOP is also a part of the
CenBio (Bioenergy Innovation Centre) research centre.

6. References

Agrawal R. K., 1988, Kinetics of Reactions Involved in Pyrolysis of Cellulose .2. The Modified Kilzer-Broido
Model, Canadian Journal of Chemical Engineering, 66, 413-418.

Bach Q. V., Tran K.-Q., Khalil R. A., Skreiberg J., Seisenbaeva G., 2013, Comparative assessment of wet
torrefaction, Energy & Fuels, 27, 6743-6753.

Bergman P. C. A,, Boersma A. R., Zwart R. W. R., Kiel J. H. A., 2005, Torrefaction for biomass co-firing in
existing coal-fired power stations "BIOCOAL", Report ECN-C--05-013.

Chew J. J., Doshi V., 2011, Recent advances in biomass pretreatment - Torrefaction fundamentals and
technology, Renewable & Sustainable Energy Reviews, 15, 4212-4222.

Di Blasi C., Lanzetta M., 1997, Intrinsic kinetics of isothermal xylan degradation in inert atmosphere,
Journal of Analytical and Applied Pyrolysis, 40-41, 287-303.

Lede J., 2012, Cellulose pyrolysis kinetics: An historical review on the existence and role of intermediate
active cellulose, Journal of Analytical and Applied Pyrolysis, 94, 17-32.

Prabir B. 2010. Chapter 3 - Pyrolysis and Torrefaction. Biomass Gasification and Pyrolysis. Boston:
Academic Press.

Prins M. J., Ptasinski K. J., Janssen F. J. J. G., 2006, Torrefaction of wood: Part 1. Weight loss kinetics,
Journal of Analytical and Applied Pyrolysis, 77, 28-34.

Repellin V., Govin A., Rolland M., Guyonnet R., 2010, Modelling anhydrous weight loss of wood chips
during torrefaction in a pilot kiln, Biomass & Bioenergy, 34, 602-609.

Rousset P., Turner I., Donnot A., Perre P., 2006, The choice of a low-temperature pyrolysis model at the
microscopic level for use in a macroscopic formulation, Annals of Forest Science, 63, 213-229.

Shang L., Ahrenfeldt J., Holm J. K., Barsberg S., Zhang R. Z., Luo Y. H., Egsgaard H., Henriksen U. B.,
2013, Intrinsic kinetics and devolatilization of wheat straw during torrefaction, Journal of Analytical
and Applied Pyrolysis, 100, 145-152.

Sjostrom E. 1981. Wood Chemistry: Fundamentals and Applications, Academic Press Inc.

Tapasvi D., Khalil R., Skreiberg @., Tran K.-Q., Grgnli M., 2012, Torrefaction of Norwegian Birch and
Spruce: An Experimental Study Using Macro-TGA, Energy & Fuels, 26, 5232-5240.

van der Stelt M. J. C., Gerhauser H., Kiel J. H. A., Ptasinski K. J., 2011, Biomass upgrading by torrefaction
for the production of biofuels: A review, Biomass and Bioenergy, 35, 3748-3762.

White J. E., Catallo W. J., Legendre B. L., 2011, Biomass pyrolysis kinetics: A comparative critical review
with relevant agricultural residue case studies, Journal of Analytical and Applied Pyrolysis, 91, 1-
33.



	Controfacciata.pdf
	iconBM 4-7 May 2014, Florence, Italy
	Guest Editors

	Volume 35 : Proceedings of the 16th Conference Process Integration, Modelling and Optimisation for Energy Saving and Pollution Reduction PRES’13, Rhodes, Greece, 29 September -  2 October 2013
	Volume 36 : Proceedings of the 6th International Conference on Safety and Environment in Process & Power Industry, Bologna, Italy, 13-16 April, 2014
	Disclaimer
	Official Organizer

	IndiceAutori.pdf
	AUTHOR Index

	Pagina vuota
	Controfacciata.pdf
	iconBM 4-7 May 2014, Florence, Italy
	Guest Editors


	25.pdf
	Reduction of PM Emissions from Biomass Combustion Appliances: Evaluation of Efficiency of Electrostatic Precipitators
	Gabriele Migliavaccaa *, Carmen Morrealea, Francesca Hugonya, Ivan Tombolatob, Giordano Pessionb

	442-444.pdf
	3.4 Evaluation of the briquettes combustion

	442-444.pdf
	3.4 Evaluation of the briquettes combustion

	25.pdf
	Reduction of PM Emissions from Biomass Combustion Appliances: Evaluation of Efficiency of Electrostatic Precipitators
	Gabriele Migliavaccaa *, Carmen Morrealea, Francesca Hugonya, Ivan Tombolatob, Giordano Pessionb




