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Abstract
Morgalla, Mario (2018). Benzene-char conversion and particle-vapor characterization in biomass gasification,
Linnaeus University Dissertations No 321/2018, ISBN: 978-91-88761-60-6 (print) 978-91-88761-61-3
(pdf). Written in English.
Biomass is increasingly attracting attention as an alternative to fossil fuels. Gasification permits the
thermochemical conversion of biomass into a product gas rich in carbon monoxide and hydrogen. The
product gas can be further processed to generate heat, electricity, synthesis gas, chemicals, and biofuels.
Particulate matter (PM), inorganic and organic (tars) impurities are formed as contaminants in the
gasification process. In this thesis PM and tars formed during atmospheric fluidized bed biomass
gasification are characterized and the conversion of a model tar compound (benzene) using a biomass
based char aerosol in high temperature (HT) applications is investigated.
PM in the product gas of a steam-blown atmospheric bubbling fluidized bed gasifier was characterized
for mass size distribution and concentration, morphology, and elemental composition. The hot product
gas was extracted using a HT- dilution probe combined with a primary and a secondary thermodenuder
to adsorb tars and investigate the volatility/thermal stability of the remaining aerosol, respectively. Size
distributions with three distinct modes were established. The fine and intermediate modes were mainly
formed by tar and alkali vapors that had condensed in the sampling and conditioning systems. The coarse
mode mainly consisted of the original particles, which are char, fly ash, and fragmented bed material.
The presented PM sampling and conditioning system also showed the potential for online monitoring of
heavy tars.
The tar conversion performance of finely dispersed char particles within a HT-filter and an Al2O3 bed
were tested experimentally using benzene as the model-tar. Benzene plus steam (or CO2) were
simultaneously supplied to a tubular ceramic reactor that was heated electrically. Fragmented char
particles were suspended and continuously supplied via a separate supply line. A HT-filter or a packed
bed of crushed Al2O3 balls was positioned in the reactor to retain the char particles. The benzene
conversion in the so formed hot char bed was investigated by varying the temperature of the filter or bed,
gas flow rates, benzene concentrations, gasification media, char type, char mass and char concentration.
Increasing the ratio of the char mass and gas flow rate (also referred to as char weight time) enhanced
the benzene conversion. This was accomplished by increasing the supplied char concentrations, reducing
the gas flow rates or slowing the char gasification reactions. The latter was achieved by lowering the
steam concentrations or changing the gasification medium from steam to CO2. Increasing the temperature
of the Al2O3 bed did not only raise the char gasification rate and thus reduce the char weight time but
also showed to enhance the specific benzene conversion activity of the woody char samples. However,
in the 900−1100 °C temperature range, the combined effect was to lower benzene conversions at higher
temperatures. The apparent rate constant of the benzene conversion was slightly higher when CO2 rather
than steam was used as the gasification medium. Increasing the benzene concentration slightly reduced
the benzene conversion. Activated carbon pellets showed higher benzene conversions compared to a pine
wood char which was related to the higher specific surface area of the activated carbon pellets. In contrast
to a commercially available barbeque charcoal made from broadleaf wood, steam-activated woody
charcoal converted benzene even in the absence of steam. This was probably due to the earlier steam
activation of the woody charcoal and thus higher microporous surface area compared with that of the
barbeque charcoal. Doping the woody barbeque charcoal with approximately 0.7 wt. % iron or 2 wt. %
potassium did not improve the specific benzene conversion of the char. For a certain char concentration,
however, the doping increased the char gasification rate, leaving less char in the packed alumina bed,
thus leading to overall lower benzene conversions.
Keywords: biomass gasification, fluidized bed, particulate matter, aerosol, char, tars, benzene
conversion.
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1. Introduction
1.1 Background
To mitigate global warming, the amounts of released greenhouse gases
(GHGs) need to be reduced. At the Conference of the Parties (COP 21, 2015,
Paris) it was agreed that a global temperature rise within this century should be
kept well below 2°C. By 2030, the European Union (EU) aims to reduce GHG
emissions by at least 40% compared with 1990 levels and increase the share of
renewable energy in final energy consumption to 27%. By 2050, GHG
emissions should be further reduced by 80–90% compared with 1990 levels.
The energy and transport sectors are the major sources of GHG emissions. As
is obvious from Figure 1 they contributed with 60 % of the total GHG
emissions1 in 2015.

Figure 1. GHG emissions by sector, EU-28, 20151; percent CO2 equivalent.

One way to meet the European climate goals would be to use renewable
energy sources instead of fossil fuels in the energy and transport sectors.
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Within the EU the share of renewable energy in gross final energy
consumption in 2014 was highest in Sweden at 52.6%.1 Wood-based fuels
alone, including processing residues from imported wood, produce 16% of the
total consumption of the primary energy in Sweden.2 Nowadays the wood is
mainly directly burnt to produce power and heat. However, woody biomass
represents a major carbon source that in future needs to replace finite fossil
fuels in the production of transportation sector fuels and various chemicals.
One possibility is to gasify the woody biomass at elevated temperatures
(>750°C) in a reducing atmosphere to produce a product gas that consists
mainly of H2 and CO. This syngas can then be further processed into biofuels
such as dimethyl ether (DME), synthetic diesel, gasoline, and natural gas.
Even the burning of the syngas has many advantages compared with the direct
combustion of the original biomass. The combustion of the syngas is more
efficient because it can be burnt at higher temperatures in a more controlled
way. Furthermore, the syngas can be used in IC engines or turbines, which
generally have higher efficiencies than steam-based devices. Another
advantage is the option to transport the gas in pipelines or store it.
However, compared with the gasification of fossil fuels, biomass gasification
is more troublesome due to the complex nature of the biomass. The product
gas contains contaminants in both the gas phase (e.g. tar vapors) and particle
phase (e.g. char and ashes) that needs to be measured and characterized at
current process temperatures to control the contaminant concentrations in the
product gas and to facilitate the design of potential gas-cleaning equipment.
Tar vapors start to condense downstream from the gasifier, plugging pipes,
fouling the heat exchanger, and deactivating catalysts. To prevent those
technical problems and to increase the cold gas efficiency of the gasifier (tars
contain substantial amounts of energy), the tars need to be converted. Metal- or
transition-metal based tar-reforming catalysts are still not used commercially
in the long term due to deactivation issues caused by the harsh gasifier
conditions combined with their rather high investment costs. Thus, one major
problem in biomass gasification that needs to be solved is to find inexpensive
alternatives to convert tars at elevated temperatures.
Depending on the product gas application, the tar concentration needs to be
reduced to a certain level. For strict adherence to this level, continuous
monitoring and control of the tar concentration in the product gas is crucial.
Heavy tars that condense at elevated temperatures are especially troublesome.
However, at the moment there is still no standard method for measuring heavy
tar components online, which is why there is a need to further develop online
measurement techniques for heavy tars.
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1.2 Aims and outline of the thesis
The scope of this thesis was to:
(a) Characterize particulate matter and tars formed during the
atmospheric fluidized bed biomass gasification and testing of an
aerosol-based method to monitor heavy tars. (Article I)
(b) Investigate the conversion of a model tar compound (benzene) using a
biomass-based char aerosol in high-temperature (HT) applications.
(Articles II–IV)

Figure 2. Outline of the thesis work.
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2. Theory
2.1 Biomass
According to the European Parliament and Council, the term biomass means
the biodegradable fraction of products, waste and residues from biological
origin from agriculture (including vegetal and animal substances), forestry and
related industries including fisheries and aquaculture, as well as the
biodegradable fraction of industrial and municipal waste.”3 Depending on the
type of gasifier, the biomass needs to be chosen and possibly pre-treated. The
most important parameters when judging the performance of a biomass as a
fuel suitable for gasification are the lower heating value, moisture and ash
contents, ash composition, elemental composition, volatile matter content, bulk
density, morphology, and homogeneity.
The lower heating value is defined as the heat released during the combustion
of a fuel minus the heat of evaporation contained in the steam.
Biomass moisture means the weight of water per weight of biomass. A low
fuel moisture content is preferred in order to increase the heating value of the
syngas.
Ash means the inorganic or mineral solid residues left after complete biomass
combustion. Since a high biomass ash content leads to technical problems
during the gasification process, it is recommended that biomass with low ash
content and high ash melting temperatures be used.
Volatile matter denotes the percent change in the weight of the biomass sample
when heated to a standardized temperature in the absence of oxygen.
Generally, the volatile matter content of biomass is quite high at approximately
60–85%.4 Volatile matter is produced in the form of volatile organic
compounds (VOCs), tars (i.e. condensable organic compounds), polyaromatic
hydrocarbons (PAHs), and permanent gases (e.g. CO, CO2, H2, CH4 and
CxHy).
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Later, in chapter 3, experiments are presented in which wood was used as fuel,
since it is regarded as a high-quality biomass with respect to the above
parameters. The three main constituents of woody biomass are cellulose,
hemicellulose, and lignin. Exemplary values for softwood are approximately
41% cellulose, 24% hemicellulose, and 28% lignin.5 Typically, woody
biomass consists of (dry wt.%) 40–50 % carbon, 5 % hydrogen, 35–50 %
oxygen,<1% nitrogen,< 1% sulphur,< 2% ash, and 35–60 % water (i.e.
moisture).6, 7 The volatile matter content in wood is around 80%. 4 The lower
heating value of woody biomass is approximately 18–22 MJ kg-1.7 The ash
melting temperature of wood varies depending on the type of wood; while
scots pine ash starts melting around 1200°C, the ash of willow starts melting at
about 1500°C.7

2.2 Biomass gasification
2.2.1 Fundamentals
The objective of biomass gasification is to convert the solid biomass
completely into a gas mixture of high calorific value. The biomass is brought
into contact with a gasification medium (oxidant) at a high temperature (>
750°C), whereby the equivalence ratio (i.e. the actual air-to-fuel ratio relative
to the stoichiometric air-to-fuel ratio required for complete combustion of the
fuel) is typically around 0.25.8 The gasification process consists of several
steps (Figure 3) that, depending on the gasification technology, can be
spatially and temporally separated or take place simultaneously.

Figure 3. Sequences of biomass gasification based on Knoef et al.8.
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Initially, the biomass is dried, i.e. the contained water is evaporated. Above
200°C and in the absence of oxygen, lignin, cellulose, and hemicellulose start
to decompose into permanent gases (e.g. CO, CO2, H2, CH4, and H2O) and
tars, leaving a solid carbonaceous residue (char). Above approximately 750°Cǡ
inorganic vapors are released (i.e. sulphur-, chlorine-, nitrogen-, and alkalirelated compounds) and the char-gasification and tar-cracking/reforming
reactions become more severe. Parts of the char and the tars are converted into
permanent gases, mainly via the reactions noted in Table 1. Parts of the char,
permanent gases, as well as volatiles are combusted to provide the heat needed
for the endothermic char-gasification- and tar-reforming reactions as well as
the heat for drying the biomass.
Table 1. Principal chemical reactions occurring during biomass gasification.9, 10
Sequence/Reaction
Char gasification
Boudouard reaction
Hydrogasification
Steam gasification
Char/Gas combustion
Partial char combustion
Complete char combustion
Methane oxidation
Hydrogen oxidation
Carbon monoxide oxidation
Tar (CxHy) reactions
Thermal cracking
Dry reforming
Steam reforming
Hydrogenation
Tar oxidation
Water-gas shift reaction

Equation

Reaction
enthalpy

C + CO2 ↔ 2CO
C + 2H2 ↔ CH4
C + H2O → CO +H2

Endothermic
Exothermic
Endothermic

C + 0.5O2 → CO
C + O2 → CO2
CH4 + 2O2 → CO2 + 2H2O
H2 + 0.5O2 → H2O
CO + 0.5O2 → CO2

Exothermic
Exothermic
Exothermic
Exothermic
Exothermic

CxHy → (y/4)CH4 + (x-(y/4))C
CxHy + xCO2→ (y/2)H2 + (2x)CO
CxHy + xH2O → ((y/2)+x)H2 + xCO
CxHy + (2x-(y/2))H2 → xCH4
CxHy + (x/2)O2 → xCO + (y/2)H2
CO + H2O ↔ CO2 + H2

Endothermic
Endothermic
Endothermic
Endothermic
Endothermic
Exothermic

The gas resulting from the gasification of the biomass (product gas) mainly
contains CO, H2, CH4 as well as CO2, steam and nitrogen (if air is used as
gasification medium). However, depending on the efficiency of the
gasification process and the biomass the product gas might contain substantial
amounts of unconverted char particles, tars and ashes which need to be either
removed or converted to increase the energy efficiency of the gasifier and
protect downstream installed equipment.

2.2.2 Gasifier designs
Many different types of reactor (gasifier) technologies have been suggested,
differing in terms of the gasification medium (i.e. steam, air, oxygen), pressure
(i.e. ambient or pressurized), heat supply (i.e. autothermal or allothermal), or
design.11

10

Fixed-bed gasifiers are the simplest types of gasifier and the sequences of
gasification (i.e. drying, pyrolysis, combustion, and gasification) shown in
Figure 3 can be distinguished spatially in zones. Fixed beds can be divided into
updraft and downdraft gasifiers. Both types contain a grate on which the
biomass falls from the top of the gasifier. The difference between the two
types is the direction of the gasification medium and the product gas.
In an updraft gasifier, the gasification medium is fed from the bottom. Because
the gas passes through all four zones before leaving at the top, high heat
transfer is established within the gasifier. Advantages of the updraft gasifier
are therefore a high char burnout, high gasification efficiencies, and the
tolerance of very moist biomass. A disadvantage is the very high tar content of
the product gas of updraft gasifier, since the pyrolysis gas does not pass
through the combustion zone.
In a downdraft gasifier, the gasification medium moves in the same direction
as the biomass. However, high particle/ash emissions, scaling, lower
gasification efficiencies, and higher fuel requirements are problematic in this
type. The main advantage of the downdraft gasifier is the low tar content of the
product gas, since it needs to pass through the high-temperature combustion
zone and subsequently through the char bed that naturally builds up in the
bottom section of the gasifier. One example of a downdraft gasifier is the
Viking gasifier12 shown in Figure 4. The Viking gasifier is a modified
downdraft fixed-bed gasifier in which the drying/pyrolysis unit is separated
from the gasification unit. The tar-rich gas from the pyrolysis unit enters the
top of the gasifier at a temperature of approximately 600°C. When the gas
passes through the partial oxidation zone, the tar content is reduced by a factor
100. It is reduced again by a factor of 100 when passing through the hot char
bed. The product gas is cleaned by passing through several filters and then
cooled down to 50°C before it is burned in a gas engine providing the heat for
the pyrolysis unit.
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Figure 4. Simplified Viking gasifier concept.12

Another type of gasifier design is the Fluidized-bed (FB) gasifier. In addition
to the biomass, a granular solid material (i.e. bed material) is fed above the
grate as shown in Figure 5. The gasification medium moves upwards through
the grate at a velocity that is high enough to fluidize the biomass and bed
particles. Due to the intense mixing, the biomass particles are quickly heated
by the bed material and decomposed into a combustible gas. Unlike in a fixedbed gasifier, it is impossible to spatially distinguish the gasification sequences,
as drying, pyrolysis, gasification, and combustion all take place
simultaneously. The freeboard section is designed to provide enough time for
gas-phase reactions to take place and retain fine particles. Two main types of
FB gasifiers are bubbling fluidized-bed (BFB) and circulating fluidized-bed
(CFB) gasifiers. Both types of gasifier differ in their degree of fluidization, i.e.
fluidization velocity. A BFB gasifier forms a clear gas–solid boundary layer,
as depicted in Figure 5. In a CFB gasifier, the solid is completely fluidized and
dispersed in the freeboard. This leads to a higher char conversion, on one hand,
as well as higher particle and bed material entrainment on the other. The
particles are recycled to the gasifier by connecting the hopper outlet of the
cyclone to the bottom section of the CFB gasifier.
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Figure 5. Schematic of a bubbling fluidized bed gasifier based on Knoef et al.8

Advantages of FB gasifiers compared with fixed-bed gasifiers are the uniform
temperature distribution within the gasifier, the possibility of scaling up
operation, high reaction rates, and high feedstocks tolerances. However, the
product gas of FB gasifiers usually still contains unconverted tars
(approximately 10 g Nm–3)13 and char (1–40 g Nm–3)14 that need to be
removed downstream from the gasifier if the product gas is intended to be used
in internal combustion engines, gas turbines, compressors, fuel cells, or for
methanol synthesis.13

2.2.3 Char
Char is the solid residue remaining after the biomass is pyrolyzed, i.e. moisture
and volatiles are driven out. In FB gasifiers char particles are crushed due to
the movement of the bed material which is discussed in more detail by Lin et
al.15 Due to their relatively high volatile matter content biomass char particles
are low in density (< 0.3 g cm–3)16 and therefore easily entrained from the
gasification process. The unconverted char particles, on one hand, lower the
cold gas efficiency of the product gas, might block catalysts, and increase the
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pressure drop in filters installed downstream from the gasifier. On the other
hand, char seems to reduce the tar content of the product gas, which is
discussed in more detail in sections 4.2 and 4.3. Char is continuously produced
and consumed during the gasification process. Char yield and consumption are
strongly influenced by the char’s chemical composition, which depends on the
type of biomass. Table 2 presents chemical compositions of willow, oak, and
straw-pellet char pyrolyzed at approximately 550–560°C. It is obvious that the
chemical compositions of the three chars differ considerably. The carbon
content of willow char is almost two times higher and the ash content
approximately eight times lower than those of the straw-pellet char. Since the
char largely consists of carbon, it is important to convert as much char as
possible into useful gases (e.g. CO, H2, and CH4) to increase the gasification
efficiency of the process. Certain ash components such as K, Na, Fe, and Ni
catalyze the char gasification, i.e. enhance the char reactivity.17, 18 However,
straw char, which contains substantial amounts of ash was found to display a
lower char reactivity at elevated temperatures than did wood char.16, 19 This
indicates that the chemical composition of the char does not solely determine
the char reactivity.
Table 2. Proximate and ultimate analysis of willow, oak and straw-pellet chars.20
Proximate analysis
[wt. %, dry]
Ash
Volatile matter
Fixed carbon
Ultimate analysis
[wt. %, dry]
Carbon
Hydrogen
Nitrogen
Sulfur
Oxygen

* Produced at 550℃
** Produced at 565℃

Willow *

Oak**

Straw pellets*

6.2
11.6
82.2

17.3
27.1
55.6

49.6
8.1
42.3

81.7
2.4
0.4
0.04
8.6

64.6
2.1
0.4
0.1
15.5

42.5
1.4
0.8
0.49
5.04

The pyrolysis conditions under which the biomass is treated (i.e. heating rate,
pyrolysis temperature, pyrolysis time, and pressure) influence the internal
structure of the char and thus the char reactivity as well. Increasing the surface
area enhances the char-gasification rate21. High heating rates generally
increase the specific surface area and pore volume at temperatures up to 900 ̶
1200°C and heating rates up to 450°C min–1Ǥʹͳǡ ʹʹ Above 900 ̶ 1200°C char
melting, pore fusing and structure ordering decreases the specific surface
areaʹͳǡʹʹǤHeating rates˃ 450°Cmin–1 reduce the surface area21 due to interior
partial graphitization.22 Increasing the pressure or the pyrolysis retention time
also reduces the surface area of the char and thus the char reactivity.23, 24
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2.3 Particulate matter (PM)
Continuous measurements and characterization of PM in the product gas with
respect to their particle size distribution, concentration, and chemical
composition are crucial in order to:
 properly design and place product gas upgrading equipment (e.g.
filters and catalysts)—otherwise, PM might simply pass through
particle filters and deactivate catalysts;
 avoid damaging downstream-installed devices—depending on the
product gas application certain particle mass concentrations must not
be exceeded as shown in Table 3;
 understand particle formation mechanisms inside the gasifier— these
depend on the type of biomass and process conditions (e.g.
temperature, pressure, and gasifying agent); and
 prevent health implications for humans— the particle size determines
the PM fraction and the harm caused by the PM that is deposited in
the human respiratory deposition system.25
Table 3. Particle limits depending on product gas applications.8
Application
Gas engine
Gas turbine
Syngas/Methanol

Particles [mg Nm–3]
< 50
< 30
< 0.02

2.3.1 Definitions
Solid and/or liquid PM is suspended in the raw product gas, making it an
aerosol by definition.25, 26 As explained earlier, the most important property
characterizing an aerosol is the size of the particles it contains. Depending on
the particle size, the aerosol will behave differently, since the laws determining
particle behavior change with size. For example, many properties of very small
PM (approximately 0.001 µm) resemble those of a big gas molecule, while PM
bigger than 10 µm (e.g. dust, pollen, and flour) are very unstable in the
atmosphere.25 It is not always easy to accurately describe the size of a particle.
Particles formed by condensation of a liquid (e.g. many atmospheric aerosols)
are often spherical, so the particle diameter (dp) is an appropriate way to
describe them. In this case, dp equals the Stokes diameter (dS ), defined as the
diameter of a sphere with the same settling velocity (v 𝑇𝑇𝑇𝑇 ) and density as the
original particle. However, agglomerated or fragmented solid PM (e.g. char) is
randomly shaped, i.e. does not have an actual particle diameter. Non-spherical
PM is usually described by certain equivalent diameters with the same
physical properties as the non-spherical particle. The choice of an appropriate
equivalent diameter depends on the particle property of interest and the
respective measurement technique. In this work, the particle measurement
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instruments used relied on the aerodynamic (dae) and mobility-equivalent
diameter (dm). The aerodynamic diameter is defined as the equivalent diameter
of a spherical particle that has the same v𝑇𝑇𝑇𝑇 as the actual particle but with a
standard density of ρ0 (1 g cm–3). For particle Reynolds numbers < 1 (Stokes
region), v 𝑇𝑇𝑇𝑇 can be calculated for the different equivalent diameters by
equating the Stokes drag force and the force of gravity25:
vTS =

ρp d2p gCc (dp )
18ηχ

=

ρ0 d2ae gCc (dae )
18η

=

ρp d2S gCc (dS )

(1)

18η

where χ is the dynamic shape factor correcting for a non-spherical shape, 𝐶𝐶𝑐𝑐
the Cunningham slip-correction factor, needed to adjust the Stokes law for PM
<1 µm, η the dynamic viscosity, g the gravitational constant, and ρp the
particle density. Based on Eq. 1 the Stokes diameter and aerodynamic diameter
can be related in Eq. 2:
ρ ∙C (d )

dae = dS √ p c S
ρ ∙C (d )
0

c

(2)

ae

The mobility-equivalent diameter dm is defined as the diameter of a particle
that has the same mobility (defined as the particle velocity produced by a unit
of external force)26 as does the actual particle. If the external force is
electrostatic in nature (e.g. an electrical field, E), equating it to the Stokes drag
force gives the velocity (vTE ) of a particle having 𝑛𝑛 elementary charges:
vTE =

neE𝐶𝐶𝑐𝑐

3πηdm

(3)

The ability of a particle to move in an electric field (E) is often expressed as
the particle’s electrical mobility (Z) and defined as:
Z=

vTE
E

(4)

For spherical particles, dm can be estimated using dS . In addition, if a particle
density of ρ0 is assumed, this would mean that dae ≈ dm . This is quite useful
in case particle measurement instruments relying on dae and dm are used, since
their results can be compared directly with each other.
Particle diameter alone is only enough to characterize aerosols comprising PM
of identical size, i.e. monodisperse aerosols. However, most aerosols are
polydisperse, i.e. contain PM of various sizes, making it necessary to
characterize how these particles are distributed. Depending on the property of
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interest, particle size distributions provide information on how the PM is size
distributed with respect to number, mass, volume, or surface area.
The simplest form of a PM distribution is a histogram containing a series of
rectangles (or bars), with the width of each bar representing the size
interval (µm) and the height representing the property of interest (r) (e.g.
number or mass). To enable direct comparison of the heights, a frequency
function, q r , is used in which each bar is divided/normalized by the width
of the respective interval (dr/∆dp). A commonly used distribution in
particle size statistics is the lognormal distribution in which q 𝑟𝑟 is defined as
the ratio of the height and the logarithm of the width (dr/∆logdp) and
plotted as a function of the logarithm of the particle size, dp (actually
dp /d0 with d0 = 1 µ𝑚𝑚).25 The number of rectangles depends on the
resolution of the measurement device used. Impactors (explained in more
detail in chapter 3) are usually used to roughly separate the aerosol into
approximately 10–15 size intervals, so histograms are often used to analyze
impactor data. Other particle measurement instruments such as the
scanning mobility particle sizer (SMPS, see chapter 3 for details), allow for
a higher particle size resolution, i.e. the use of many rectangles (∆→d).
Thus, the histogram merges into a curve and the frequency function, q r , is
called the particle size distribution. Such a distribution can be more easily
interpreted using statistical techniques.25
The mode is defined as the most frequently occurring particle diameter in a
particle size distribution,25 which might be expressed as:
dqr

=0

(5)

d
Mk,r = ∫d p,max dkp q 𝑟𝑟 (dp )ddp = d̅kk,r

(6)

ddp

A very useful tool to for indirectly calculating mean values and distributions
are so-called moments (Mk,r ), where r takes values of 0, 1, 2, or 3 for the
number-weighted, length-weighted, surface-weighted, or volume/massk
weighted distribution, q r , respectively. 𝑑𝑑̅k,r
represents the mean diameter of
the corresponding property r using the 𝑘𝑘-th moment (… –3, –2, –1, 0, 1, 2, 3
…):
p,min

If the particle size distribution of property l (0, 1, 2, 3) is searched for, it can be
determined via the distribution of a known property j:

17

q l (dp ) =

l−j

dp qj (dp )

(7)

Ml−j,j

For the trivial case of k = 0, integration of Eq. 6 for all particles gives

(8)

Similarly, the fraction of a certain property within a particle interval (dp,1 −
dp,2) can be calculated as:

(9)

𝑑𝑑

M0,r = ∫𝑑𝑑 𝑝𝑝,𝑚𝑚𝑚𝑚𝑚𝑚 q r (dP )ddP = 1
𝑝𝑝,𝑚𝑚𝑚𝑚𝑚𝑚

dp,2

∫d

p,1

q r (dP )dd𝑃𝑃

The arithmetic mean (or number mean) d̅p is defined as the ratio of the sum of
all particle sizes (dp) and the total sum of particles (N) and can be derived
from Eq. 6 for k = 1:
∞
d̅p = ∫0 dp q r (dp )ddp =

∑ dp
N

(10)

If particle size distributions are skewed, the geometric mean, dg , is favored
over the arithmetic mean and is defined as:
1⁄
N

dg = [∏N
i=1 dp,i ]

(11)

where dp,i are the particle diameters of different size intervals.

An aerosol might, for example, be characterized with respect to number (CN),
mass (Cm ), surface (CS ) or volume (CV) concentration. In a clean room,
regulations are often based on number concentration. For example, in a class 1
clean room, PM of dp= 0.1 µm is limited to a maximum concentration of 10
particles m–3.27 Air pollution standards or product gas application thresholds
are often defined as mass concentrations in g Nm–3 (see Table 3). Many PM
measurement instruments (e.g. SMPS) measure the number concentration and
number size distribution, and recalculate the corresponding mass concentration
or mass size distribution under the assumption of spherical particles. Using the
third moment average, (𝑑𝑑3̅ ), the number concentration, CN, can be used to
calculate the mass concentration, Cm :

2.3.2 PM formation

Cm = CN

ρπ 3
d̅
6 3

(12)

The resulting product gas from biomass gasification contains solid and liquid
PM originating from the biomass (char and ashes) as well as PM from abraded
bed material. In this section, the particle formation mechanisms occurring
during biomass gasification are explained. Gustafsson28 characterized PM
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from atmospheric FB gasifiers and suggested the particle formation pathways
shown in Figure 6.

Figure 6. Modified particle formation mechanisms during biomass gasification based on
Gustafsson.28

The entirety of PM is often divided into a fine (<1 µm) and coarse (>1 µm)
particle mode. Particles from both modes are formed via different particle
formation mechanisms. Fine PM are formed from volatile inorganic (e.g.
alkalis, heavy metals, and chlorides) components released from the biomass.
During homogeneous gas-phase reactions gas, components with high vapor
pressures are formed. If the partial pressures of those components are much
higher than their corresponding saturation vapor pressures PM are
spontaneously formed (via homogeneous nucleation). During this process,
submicrometer particles with a high number concentration and surface area are
produced. The high surface area of the existing particles instead causes the
remaining vapor to condense onto those particles (via nucleated condensation)
reducing the partial pressure, thus counteracting homogeneous nucleation.
Condensation causes the particles to grow in size. Initially, the particle size
will be smaller than the gas mean free path and growth is determined by the
particle–vapor molecule collision frequency. After the particle diameter
exceeds the mean free path, particle growth depends on the rate of diffusion of
vapor molecules towards the particle surface.25 The formed particles collide
with
each
other,
adhere,
and
form
larger
particles
(via
coagulation/agglomeration), thereby reducing the number concentration over
time. Coarse-mode PM originates from non-volatile matter, i.e. char, bed
material, and ashes. Char and bed particles collide, grinding each other,
breaking into smaller PM (fragmentation), and becoming entrained with the
bed material. More details on char fragmentation can be found elsewhere.15 As
shown in Figure 6 inorganic vapor might also condense onto coarse PM.
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Nucleated condensation, however is not as pronounced as in the fine mode,
since the number concentration and specific surface area of the coarse-mode
PM are small compared to the fine mode. The mass concentration is dominated
by coarse PM.

2.3.3 Particle measurements
It is challenging to collect a representative sample of a moving aerosol stream.
Depending on the design of the sampling system, the size distribution and
concentration might vary substantially. If a sample is extracted using, for
example, a thin-walled tube, it is essential to ensure that the concentration and
size distribution of the aerosol entering the probe are the same as in the
original stream. This condition is met if the velocity of the aerosol stream to be
measured and the velocity in the tube are identical (i.e. isokinetic sampling).
After a representative sample is extracted, the aerosol needs to be transported
to the PM measurement instrument(s). The particle transport efficiency is
defined as the ratio between the PM concentration at the measurement
instrument and PM concentration at the tube inlet. It is usually smaller than 1
due to particle losses, becoming smaller the longer and more angled the
measurement system. Particle losses might occur in tubes, elbows,
constrictions, electrically non-conducting tubing, or due to temperature
changes that cause particle settling, particle diffusion, electrostatic effects,
impaction/inertial effects, or thermophoresis (in the case of a hot aerosol).29
Because of the complexity and potential interactions of those possible
deposition mechanisms, a proper sampling system needs to be experimentally
validated with respect to particle losses.
There are particular challenges if PM of high concentration is to be measured
and characterized in a hot gas. One issue is that many PM measurement
devices require that the number concentration and temperature be lowered to
suit the operational limits of the instrument. Another issue is that high
temperatures and concentrations will trigger chemical reactions and
physiochemical changes (e.g. nucleation, condensation, and agglomeration) in
the aerosol. A sampling system must therefore be designed to rapidly quench
all physical and chemical aerosol dynamics to prevent alteration of the PM and
to obtain a representative representation of the PM in the hot product gas. In
FB biomass gasification, the condensation of volatile matter (e.g. tars and
inorganics) partly contributes to the formation of PM (i.e. artifact PM).
There are generally two ways to sample PM from a hot gas containing
condensing vapors. One way is to use heated filters and impactors. If the gas
temperature is kept above the dew point of the tars (≈ 300°C), condensation of
tars might be avoided.30-37 A drawback of this method is that inorganic vapors
will have already condensed and formed PM at these temperatures.
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A second commonly used method is to extract the product gas at actual
process temperatures using a dilution probe.38-43 An example of a dilution
probe is shown in Figure 7. The product gas inside the dilution probe becomes
diluted and cooled, upstream from any aerosol instruments used for the PM
characterization. Different types of probes were originally designed to extract
PM contained in the flue gas from biomass combustion. Jimenez and
Ballester44 sampled submicron particles from pulverized olive residue
combustion using a new aerodynamic quenching particle-sampling probe
(AQPS), which essentially consisted of a tiny nozzle entrance, a low-angle
divergent cone, and an expansion section. A very rapid decrease in gas
temperature and pressure quenched any gas phase reaction and reduces
physiochemical transformations of condensable vapors into PM. Strand et al.41
developed a high-temperature dilution probe to sample PM from a 104-MW
CFB boiler. The probe consisted of two co axial quartz tubes, i.e. an inner and
an outer tube. Dilution air was fed into the cold end of the outer tube,
transported towards the sampling position at the hot end of the probe, and
mixed and transported out of the probe through the inner tube. By adjusting the
dilution ratio (DR) and dilution gas temperatures, the nucleation and
condensation of inorganic vapors could be controlled. The vapor could be
induced to completely deposit inside the probe, condense on existing PM, or
form a distinct mode clearly distinguishable from the original PM.

Figure 7. Schematic of a dilution probe.

Gustafsson et al.28, 45, 46 used a similar probe to sample PM from different
biomass gasifiers. Tars were removed before the actual PM measurement
instruments using an activated bed of carbon or a thermodenuder.

2.4 Tar
2.4.1 Definition

According to Milne and Evans,13 tars might be defined as “the organics,
produced under thermal or partial-oxidation regimes (gasification) of any
organic material, and are generally assumed to be largely aromatic.”
Operationally, tars are defined as the condensable matter contained in the
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product gas causing various technical problems. These problems include the
tar’s condensation and thus blockage of downstream process equipment, such
as pipes, heat exchangers, and turbines, as well as the fouling of catalysts. The
definition of tars also depends on the end-use application. Since modern
energy conversion equipment (e.g. fuel cells) is also affected by certain noncondensing compounds (e.g. ethylene, cyclopentadiene, and benzene), these
compounds are occasionally defined as tars as well.
The amount and type of tar depends on the fuel- and gasifier type. The product
gas of a FB gasifier contains approximately 10 g Nm–3 of tars13 (depending on
the tar definition and measurement method). The tar yields in wood
gasification were reported to be higher than in the gasification of peat or
brown coal.47

2.4.2 Formation mechanisms
As shown in Figure 3 tar formation starts during the initial biomass
gasification steps (pyrolysis). Figure 8 shows a more detailed distribution of
the gaseous and solid products formed during biomass pyrolysis as a function
of temperature and time. The scheme is based on the work of Evans and
Milne,48 neglecting the liquid products (i.e. condensed oils) and subsequent
reaction pathways, which are of more importance in high-pressure gasification
processes.

Figure 8. Pyrolysis pathways based on Evans and Milne.48

The building blocks of the biomass (i.e. lignin, cellulose, and hemicellulose)
initially decompose at a temperature of 400°C into oxygenated compounds
(“primary tars”). As polysaccharides, hemicellulose and cellulose form lowmolecular-weight carbonyls, carboxylic acids, anhydrosugars, and furans as
their primary tar components.49 Lignin as the aromatic constituent of woody
biomass forms aromatic monomers and oligomers that are structurally related
to the original building blocks of the lignin, for example, methoxy-substituted
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phenols such as guaiacol and syringol.49 At 500–600°C these primary tars
undergo a series of secondary homogeneous reactions forming so-called
secondary tars. In general, the high oxygen content of the primary tars makes
them very reactive, even at low temperatures. However, there are still
differences in the reactivity of cellulose and lignin-derived tars. While the
cellulose-derived primary tar fraction is reportedly readily gasified to CO,
CO2, CH4, and H2 at a temperature of 600°C, the reactivity of the ligninderived tar fraction was only one sixth of that.49 The secondary tar fraction
formed during lignin pyrolysis is dominated by phenolics which are
structurally similar to the lignin building block. At temperatures above 800°C
simple phenolic compounds, including the parent phenol compounds, are
major sources of low-molecular-weight aromatics.50 Ortho-methoxyphenols
are thermally transformed to cinnamic aldehydes, which are relatively labile
and polymerize easily into larger Polyaromatic hydrocarbons (PAHs) such as
acenaphthylene, fluorene, phenantrene, anthracene, and pyrene. Another
pathway is the direct formation of PAHs due to the pyrolysis of phenolic
oligomers.50 According to Frenklach and Wang,51 PAHs form from simple
aromatics via two different reaction pathways: either through the direct
combination of intact aromatic rings or through H2 abstraction and subsequent
acetylene addition (cyclization). During the homogenous formation and
conversion of tar components, soot48, 52 and “secondary char (coke)”49 are
major products as well. Soot particles are produced by PAH compounds that
initially grow from planar structures into three-dimensional particle clusters
through nucleation. These particle clusters will then grow further by
coagulation and surface reactions (with e.g. acetylene).51
The formed solid carbon (i.e. soot and coke), potentially used bed material,
inorganic particles, and char particles might simultaneously interact with
primary, secondary, and tertiary formed tar compounds. The interaction
between tar and char particles is elucidated in more detail in sections 2.4.4.3,
4.2, and 4.3.

2.4.3 Tar measurements
Since the term “tar” is not clearly defined in the literature, it is also
problematic to define a standard method with which to measure tars. In the
past, many research groups have suggested different protocols and guidelines
for performing tar measurements. A technique still commonly used today is
based on the adsorption of tars onto a solid amino phase (SPA).53 The
concentration of the adsorbed tar compounds is subsequently determined by
gas chromatography with flame-ionization detection, as explained in more
detail in section 3.2.4.
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However, the total reported tar concentrations varied with the applied tar
sampling and analysis technique. Therefore the Commission Européene de
normalisation (CEN) approved a technical standard for the measurement of
tars in biomass gasification.30 According to this standard, the tar-laden gas first
needs to be sampled isokinetically using a heated probe. Subsequently, the gas
passes through a heated filter to remove PM and then through a series of
heated and chilled impinger bottles containing organic solvents in which the
different organic tar compounds are collected. The collected tars are divided
into a GC-detectable fraction (MW < 350 g mol–1) and a gravimetric fraction.
In the gravimetric analysis, part of the sample is evaporated under defined
conditions and the residues are weighed. In that way, the gravimetric tar
concentration of the product gas can be calculated. If individual tar compounds
are of interest, part of the sample is injected into a gas chromatograph.
The tar concentration might be also considered a kind of “fingerprint” of the
gasifier. This means, for example, that a suddenly increasing tar concentration
could indicate potential bed agglomeration in a FB gasifier. It is therefore of
interest to measure the tar concentration on-line, i.e. in real time, in order to
ensure proper operation of the gasifier and strict adherence to the tar limits at
all times.
On-line tar measurements based on optical techniques include systems based
on photo-ionization detection,54 laser-induced fluorescence,55 and ultraviolet–
visible56 spectroscopy. Optical methods offer the possibility to measure the
concentration of specific organic compounds in situ, i.e. directly in the product
gas. However, such measurements require optical access, which might be
difficult to obtain in industrial applications. Furthermore, advanced materials
and frequent cleaning are needed to guarantee clean optical access in situations
permanently exposed to the hot and dirty product gas. The optical signal might
be also disturbed by high dust loads or H2S concentrations in the product gas.
Another possibility is to measure tars “semi-online,” i.e. extract the product
gas before analyzing it. One advantage of such measurements is that the tar
content of the product gas can be analyzed closer to the gasifier exit, i.e. at
higher temperatures (700–800°C). Furthermore, since the extracted product
gas is conditioned (having passed through the particle filter, condenser, and
diluter) before being analyzed, more advanced analysis instruments can be
used, allowing for a more detailed and accurate tar analysis.
For on-line tar measurements gas chromatographs (GCs) are often used and
equipped with different types of mass spectrometers.57-59 Drawbacks are the
high costs of the analysis equipment and the need for skilled personnel for
operation.
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For operational reasons, it is useful to know when tars start condensing.
Therefore, an on-line tar-dewpoint analyzer (TDA) was developed by the
Energy Research Centre of the Netherlands (ECN) by modifying a
hydrocarbon dew-point sensor.60 The maximum temperature of the TDA is
limited to 200°C due to the thermal resistance of the fiber optics. At
temperatures above 280°C, tar polymerization deposits will even lead to
fouling/destruction of the sensor. That means that the dew-point analyzer can
only be used downstream from potential tar removal units to measure the light
tar fraction. Furthermore, heavy tars must be removed by the gas-conditioning
system installed upstream from the dew-point analyzer to protect the sensor
against fouling and corrosion.
Heavy tar compounds are a major problem in the product gas since they easily
condense at both elevated temperatures and quite low concentrations. Since
they will mainly be responsible for clogging and operational problems of the
downstream-installed equipment, it is important to further develop on-line tar
measurement methods for heavy tar compounds. A first step in the on-line
measurement of heavy tars is the method developed by Moersch et al.,61 which
permits on-line determination of the total amount of non-condensable and
condensable hydrocarbons at temperatures up to 300°C. By means of a flame
ionization detector (FID), the total hydrocarbon content of the hot gas is
compared with that of the gas with all tars removed using a filter. A possible
drawback is that the filter element needs regular cleaning, especially at high
heavy-tar concentrations. Furthermore, periodic calibration runs should be
carried out to ensure proper performance, which require experienced
personnel. Further development is needed to provide a simple and economical
way to measure heavy tars that can be applied in commercial biomass
gasification plants. This issue will be further elucidated in sections 3.3.2 and
4.1.2.

2.4.4 Tar removal and conversion
Tars cause technical problems and reduce the energy efficiency of the
gasification process. Many tar compounds are even considered damaging to
health and the environment. Furthermore, depending on the product gas
application, i.e. the required syngas quality, the tar content may need to be
reduced to a specific value.13, 62 One way to reduce the tar concentration in the
product gas is to optimize the operation of the gasifier using primary measures,
including choosing appropriate operating parameters, catalytic bed materials,
and gasifier design.63 However, secondary measures are usually needed to
reduce the tar concentration in the product gas still further; these measures
could involve the physical, thermal, and catalytic removal of tars.
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2.4.4.1 Non-catalytic measures
Physical removal of tars
One way to remove tars is to use wet gas-cleaning systems that remove tars
through tar condensation, gas/liquid separation, and tar-droplet filtration.13
Since solid or liquid tar droplets behave as PM, tars can be removed as dust
particles from a gas, for example, in cyclones, filters, wet electrostatic
precipitators, scrubbers, and demisters as described elsewhere.25 The
technology chosen depends on the inlet tar concentration, particle size
distribution, and downstream application of the product gas.
In cooling towers, heavy tars might condense, forming a mist of tar droplets,
so a venturi scrubber and demister installed downstream can be used to remove
these droplets. If a water-based tar removal system is to be used, one should
consider the low solubility of non-polar, heavy, and heterocyclic tar
compounds, the clogging tendency and the high costs of waste-water and
sludge treatment.
The Energy Research Centre of the Netherlands has developed an oil-based
gas washer (OLGA) that overcomes these problems.64 Unlike to the abovedescribed systems, the temperature of the tar-laden gas is kept above the tar
dew point, i.e. no PM formation will occur upstream from the OLGA. Tar
condensation and absorption are performed in separate packed scrubbing
columns. Scrubbing columns minimize the gas-side pressure drops compared
with the high pressure drops occurring, for example, in venturi scrubbers. In a
stripper column, air is used to separate the tars from the oil; in this way, tars
can be returned to the gasifier and the oil is recycled.
The good tar-adsorption capacities of biomass chars and activated carbons are
well known. The porous structure of chars makes them suitable as tar
adsorbents.65, 66 Liu et al.67 investigated the phenol adsorption behavior of
various chars at 40°C. The authors reported that the adsorption capacities of
these chars were affected not only by their specific surface area but also by
their organic functional groups (N- and O- groups such as NH2/ ̶ OH, CൌO, C ̶
O), both of which were functions of the pyrolysis time. An adsorption
mechanism based on hydrogen binding and acid–base complexation between
the phenol molecule and the functional groups was suggested. Increasing the
temperature68 or the pressure69 will generally lead to reduced adsorption
efficiencies of activated carbons. Paethanom et al.70 coupled an oil scrubber
and a chestnut-char adsorption bed to clean the gas produced by an integrated
pyrolysis regenerated plant. The authors reported a gravimetric tar removal
efficiency of 98.7% at the exit of the char-adsorption bed.
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Cooling of the product gas is a drawback occurring if tars are separated
physically, which in most cases involves the product gas passing through a
series of a cooler, heat exchanger, and heater, which always entails heat losses.
Thermal conversion of tars
According to Haro et al.,71 who investigated syngas processing for enhanced
Bio-SNG production, about 10% of the energy in the raw syngas of an indirect
FB gasifier corresponds to aromatics (mainly benzene). Therefore, converting
rather than separating the aromatics would greatly increase the process
efficiency in the production of bio-syngas. One way to do this is to thermally
crack the tars by increasing the temperature and residence time of the tar-laden
gas. In this way, large aromatic hydrocarbons are cracked into smaller
hydrocarbons, carbon monoxide, and hydrogen. Prolonging the gas residence
time by means of a properly designed freeboard section or by bringing the gas
into contact with a hot surface can contribute to the thermal tar cracking.72 It
was found that at technically relevant resident times (<10 s), temperatures of
1200–1300°C are needed to achieve a significant thermal conversion of
aromatic hydrocarbons73 or tars from an updraft gasifier,74 which might lead to
the formation of soot,73 which also is troublesome. A more effective approach
is to add oxygen or air in order to partially oxidize (POX) the tars. Houben et
al.75 investigated the partial oxidation of naphthalene in a
hydrogen/methane/nitrogen mixture for different air/fuel ratios (λ). The
authors found an optimum λ-value of 0.2. Without air addition or at λǦvalues ˃
ͲǤͶǡ soot and PAH formation dominated. Since the usage of air would
substantially reduce the calorific value of the product gas, oxygen should be
used instead. The need to produce oxygen and the high temperatures (as well
as high heat losses and the low heating value and yield of the syngas) in noncatalytic POX units make it economically unattractive for industrial-scale
applications.8
2.4.4.2 Catalytic measures
According to Rub et al.,76 catalysts can be differentiated into mineral and
synthetic catalysts as explained in the following.
Mineral catalysts
Minerals are naturally occurring chemical compounds77 with an ordered
atomic arrangement.78 Catalytic materials of this type are often used as
received and are therefore comparatively inexpensive.
Calcined rocks (or “stones”) are one class of mineral catalysts and are
produced through the calcination of minerals, such as limestone (CaCO3),
magnesium carbonate (MgCO3), and dolomite (CaMg(CO3)2), containing
alkaline earth metals. If these carbonate materials are heated to high
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temperatures (>900°C) carbon dioxide is driven off, producing the following
calcined rocks:
CaCO3  CaO (calcite) + CO2(g)
CaMg(CO3)2  CaOMgO (dolomite) + CO2(g)
MgCO3 MgO (magnesite) + CO2(g)
The order of tar cracking activity is reported to be dolomite > calcite >
magnesite.79 Dolomite can reportedly remove about 99% of the gravimetric
tars at 880°C and space times of 0.22 kg h m–3.79 It can be used as a guard-bed
downstream from the gasifier to protect more expensive and sensitive
catalysts80 or inside the gasifier by mixing it with the bed material.80 The latter
could be troublesome, since dolomite is relatively easily fragmented into fine
PM if, for example, used in a fluidized bed.79 Calcined rocks in general are
prone to deactivation by coke79 or high CO2 partial pressures.81
Olivine, named for its olive green color, is a magnesium iron silicate
((Mg,Fe)2SiO4). It also partly incorporates nickel,82 which contributes to its
catalytic activity, together with iron oxide and magnesite. Calcination of
olivine transfers the iron to the surface of the material, increasing the catalytic
activity.83 Olivine is resistant to abrasion, which makes it suitable even for
pressurized FB gasification,84 but it has a lower catalytic activity than that of
dolomite.85 Deactivation by coke formed on the surface of the material is an
issue as well.86
Clay minerals such as kaolinite, montmorillonite, and Kieselguhr are alumina
silicates. Their catalytic activities are similar to those of zeolites with small
pore sizes;87 the authors stated that effective pore diameters greater than
approximately 0.7 nm, large internal surface areas, and many strongly acidic
sites are responsible for their catalytic activities. However, clay minerals
produce much lower tar conversions than do other catalysts and lose their
catalytic activity at temperatures above 850°C.88
Iron ores are iron-oxide rich minerals such as hematite (Fe2O3) and magnetite
(Fe3O4). In the presence of hydrogen, hematite and magnetite are reduced to
metallic iron, which is responsible for the tar conversion;89 the authors further
reported that a constant supply of hydrogen was needed to avoid catalyst
deactivation due to coke formation. The tar-conversion efficiency of hematite
and magnetite is reportedly lower than that of dolomite.90
Synthetic catalysts
Synthetic catalysts are products obtained by physically and chemically
manipulating an original material. This offers the advantage of a catalyst
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specifically designed to be suitable/effective for a specific reaction/reactant.
However, they are generally more expensive than mineral catalysts.
Fluid catalytic cracking (FCC) catalysts are usually used in FCC units to
convert heavy components of crude oil into a variety of lighter products such
as gasoline and olefinic gases.91 They are produced as a fine powder (𝑑𝑑̅𝑝𝑝 ≈
70-80 µm) and consist of a crystalline zeolite, a matrix, a binder, and a filler.92
The zeolite as the primary active component can comprise 15–50 wt.% of the
catalyst.92 The zeolite is made of silica and aluminum tetrahedra composed of
centered silica or aluminum atoms and four oxygen atoms at the corners.92
This chemical structure acts as a molecular sieve and allows only a certain size
range of hydrocarbon molecules to enter the lattice.92 The matrix component
made of coarse-pored amorphous alumina provides catalytically active sites
and allows the entry and cracking of larger molecules than does the zeolite.92
The binder (silica sol) and filler (clay) components provide the mechanical
strength of the catalyst.92 FCC catalysts are inexpensive relative to other
synthetic catalysts. However, they are easily deactivated by coke poisoned by
nitrogen compounds and alkaline earth materials that react with their acidic
sites93 and rather quickly elutriated from the gasifier.80
Alkali metals (mainly potassium), as natural constituents of biomass ash
reportedly reduce the tar content of the product gas from biomass gasification.
Nishimura et al.94 elucidated the role of the direct alkali metal impregnation of
woody biomass under pyrolysis conditions in the temperature range of 300–
1000°CǤ By soaking cellulose filter paper in various K2CO3 solutions catalyst
containing 0–14.7 wt.% K2CO3 were prepared. The higher the K2CO3
concentrations, the higher was the tar conversion. The authors explained that
reduced tar formation was due to suppressed levoglucosan formation when
K2CO3 is added, which implying that K+ tends to cleave glycosidic linkages in
cellulose molecules. Kim et al.95 investigated the catalytic activity of various
K2CO3 catalysts during the steam gasification of Adaro coal in the temperature
range of 600–800°C. K2CO3 was either used alone or supported on γ-alumina
or LaMn0.8Cu0.2O3 (LMC82). Coal and catalyst (10 wt.%) were mixed and
fluidized in the gasification reactor in nitrogen atmosphere before steam was
introduced. The authors reported a reduced tar yield using the K2CO3 catalysts
compared with the non-catalyzed gasification. The following order of tarconversion efficiencies at 700°C  : K2CO3/γ-alumina >
K2CO3/LMC82 > K2CO3. Expensive catalyst recovery, ash disposal problems,
and deactivation through particle agglomeration at high temperatures are
disadvantages of alkali metal-based catalysts.96
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Activated alumina (also called γ-alumina) comprise a series of nonequilibrium forms of partially hydroxylated aluminum oxide.97 Due to the
activation, i.e. calcining of alumina hydroxide (e.g. boehmite and gibbsite),
hydroxyl groups are driven off leaving a highly porous material. The surface
consists of a mixture of aluminum, oxygen, and hydroxyl ions, thereby
providing acid and base groups97 that are active in catalyzing tar-conversion
reactions. Activated alumina was reported to display tar-conversion behavior
comparable to that of dolomite.90 Because of their catalytic activity, high
mechanical strength, and thermal stability, alumina hydroxides (activated
under FCC processing conditions) are often added to FCC catalysts.98
Metal- or transition-metal-based catalysts are used for the steam reforming of
hydrocarbons and to adjust the product gas composition (e.g. methane
99, 100
Rh, Pt, Pd, Ru and Ni were proven to be very effective tarreforming).
reforming catalysts.101 The advantage of Ni is its comparatively low price,
which is why it is subject in many tar-related studies.102-104 The building
blocks of the actual catalyst are: (1) Ni as the active catalytic material; (2) a
support material (e.g. Al2O3, SiO2, and CaO) to protect the catalyst against
mechanical stress; and (3) a promoter that stabilizes the Ni crystallite (e.g. Mg)
or counteracts catalyst deactivation (e.g. K).105 Deactivation is primarily due to
carbon deposition and nickel particle growth96 or H2S poisoning. It was found
to be best to use nickel catalysts in a secondary reactor installed downstream
from the gasifier, since direct insertion together with the biomass quickly
deactivated the nickel.106 A guard-bed of dolomite catalyst installed
downstream from the gasifier and upstream the nickel catalyst can be used to
lower the tar content before the Ni catalyst and thus counteract quick
deactivation.100 However, most of the reported Ni-related catalyst tests have
been relatively brief considering the long activity requirements for such an
catalyst to be economic.
2.4.4.3 High temperature tar conversion using char
Coal char as well as biomass-derived char have been demonstrated to have
“catalytic” activity comparable to that of dolomite, FCC, or Ni catalysts.107 A
substance that increases the rate of a chemical reaction without being
consumed is called a catalyst. According to this definition, char cannot
actually be called a catalytic material, since it is consumed (i.e. gasified).
However, because char is also continuously produced during the gasification
process, a more or less constant steady-state char mass will be established
during the gasification process, which makes char a kind of pseudo-catalytic
material. The continuous production of char in the gasification process is the
main advantage of biomass char over other catalytic materials—a fact
exploited in various gasification designs. The low tar contents in downdraft
gasifiers (i.e. 0.01–6 g Nm–3)108 are partly ascribable to the passage of the
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product gas through the hot bed of char that builds up during gasification.109 A
100-kWth two-stage gasifier (separated pyrolysis and gasification) produced a
gas with tar contents below 0.015 g Nm–3.12, 110 Such low tar contents were
partly due to partial oxidation reactions of the volatile pyrolysis products and
partly due to reactions that followed in the hot char bed. Nilsson et al.111, 112
developed a model of a three-stage gasification system composed of an FB
devolatilizer, a non-catalytic air/steam reformer, and a moving char bed
section through which the product gas had to pass.
The use of a hot char bed installed downstream from the gasifier as a tar prereformer is beneficial, because high tar concentrations increase the risk of soot
formation in partial oxidation units113 and given the tendency of tar cracking
catalysts to become deactivated.114 Van der Drift et al.115 developed a tar prereformer based on a granular bed filtration technology. The product gas of an
air-blown FB gasifier, containing char particles and tar molecules, passes
through a hot (900°C) granular moving bed made of inert bed material (i.e.
silica sand) that captures the char particles. The tar content was reduced by
80% downstream from the pre-reformer. Tuomi et al.116 investigated the
behavior of tars in an HT filter operating at 800°C installed downstream from
a BFB gasifier fed with wood pellets or bark. The authors reported that the
amount of tars was reduced downstream from the filter independent of the
feedstock, bed material, or gasifying agent, concluding that this was partly due
to the catalytic effect of the unconverted char particles contained in the filter
cake.
Various lab-scale experiments have proven that the total amount of nascent tar
from biomass117-123 and coal124, 125 pyrolysis was reduced if the product gas is
passed through a hot bed of char with117-120 or without121-125 steam addition to
the bed. To more deeply explore the mechanisms potentially involved in tar
conversion, the behavior of a certain aromatic model tar compound in the
presence of char has been investigated.107, 118, 126-131 Abu el Rub118 stated that
aromatic components were initially adsorbed on the active sites of the char
surfaces. Subsequently, these aromatics were wet and dry steam reformed into
CO and H2 or decomposed to form free tar radicals that participate in heavy
hydrocarbon polymerization reactions leading to the deposition of coke on the
char surfaces. Hosokai et al. 130 and Fuentes et al.126 stated that the aromatics
were decomposed over the char primarily by coking (see Figure 9). These
authors reported that a requirement for keeping the char active was to ensure
that the formation rate of carbon-containing gases was higher than the rate of
carbon deposition.
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Figure 9. Mechanism of tar conversion over a char surface as suggested by Fuentes et al.126

This means that to keep the char active, char surfaces blocked or deactivated
by coke need to be replaced by the formation of new pores through char
gasification. As char gasification is influenced by the type of char, gas
composition, and temperature (see section 2.2.3), different requirements are
defined in order to keep the char active. Hosokai et al.130 used a commercially
available charcoal to convert various aromatics in a steam/H2 atmosphere
(15/15 vol.%). The authors reported a minimum temperature of 800°C was
required if a constant benzene conversion was to be maintained. Fuentes et
al.126 investigated the decomposition kinetics of naphthalene and toluene over
various chars in a steam atmosphere (15 vol.%). The authors reported that a
minimum temperature of 950°C was required for all tested chars in order to
avoid char deactivation by coke. It was reported that the formed coke itself
acted “catalytically” by eliminating PAH compounds.132 Because coke
(erroneously often called soot or secondary char) has a lower reactivity than
the original char,133 continuous coke accumulation on the char might be
problematic; therefore, the formed coke needs to be regularly oxidized or
removed in some way.
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3. Experimental
3.1 Particle characterization techniques
The following describes various instruments that were used to characterize PM
according to its number and mass concentration, chemical composition and
optical properties.

3.1.1 Cascade low Pressure Impactor (LPI)
One way to determine the mass size distribution and mass concentration of an
aerosol is to use a cascade impactor as depicted in Figure 10.

Figure 10. Schematic of a cascade impactor based on Hinds25.

The aerosol is drawn into the impactor using a vacuum pump. Inside the
impactor, the aerosol passes through several stages, each consisting of a nozzle
and a flat plate. Every stage is designed to have a certain cut-off diameter (d50),
which is defined as the dae at which 50 % of the particles are collected on that
plate. Due to the sudden redirection of the aerosol, particles with a certain
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inertia (dae > d50) cannot follow the stream and collide with the plate. Particles
with a dae < d50 remain airborne and follow the stream to the next stage. In the
following stages, the nozzle diameter is progressively decreased, i.e. the speed
of the aerosol is increased, which reduces the d50 from stage 1 to the last stage
(stage n). Particles smaller than the cut-off diameter of the last stage are
captured in a filter.
In this study, a 13-stage LPI (Dekati Ltd., Tampere, Finland) was used to
establish the mass concentration and mass size distribution of PM with dae of
0.03–10 µm. An aluminium substrate (Nucleopore, Whatmann Inc., Brentford,
UK) located on top of each plate was covered with a thin layer of Apiezon
low-vacuum grease (Apiezon, Manchester, UK) to minimize particle bounceoff and overloading of the following stages. The total particle mass (i.e. mass
of particles collected on every stage and inside the filter) was determined
gravimetrically. The mass concentration of the aerosol was established by
dividing the total particle mass by the volume flow and sampling time. The
mass size distribution was established by calculating the fraction of the total
mass of each stage. The mean dae used for the particle mass size distribution
was calculated as the geometric mean of the d50 of two consecutive impactor
stages.

3.1.2 Electrical Low Pressure Impactor (ELPI)
For real-time information on aerodynamic particle size distributions in the size
range of dae = 0.03–10 μm an ELPI (Dekati Ltd., Tampere, Finland) was used.
The instrument consists of a unipolar corona charger, a cascade impactor and a
multichannel electrometer. Initially, the sample is drawn into a positive corona
charger and electrically charged to a known level of charge. After the charged
aerosol enters the cascade impactor, particles are separated according to their
aerodynamic diameter, analogous to the size classification in a conventional
LPI. The electric charges carried by the particles onto the electrically insulated
impactor stages produce an electrical current which is measured in real time by
a multichannel electrometer. Since the measured current of each stage is
proportional to the number of particles, the number concentration of every
stage is established. The particle mass size concentration and distribution are
calculated from the number concentration, assuming standard density and
spherical particles.

3.1.3 Aerodynamic Particle sizer (APS)
An aerodynamic particle sizer (model 3321; TSI Inc., MN, USA) was used to
measure the number size distributions based on the aerodynamic diameter (dae)
in the range of dae = 0.7–10 μm; the measurements which each took
approximately two to three minutes, were made semi-online). The aerosol
sample was accelerated by sucking it into the APS through an orifice. The rate
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of acceleration depends on the dae of a particle. With increasing particle size,
the particle’s inertia increases which causing large particles to lag behind
smaller ones. Downstream from the nozzle, the particles pass through two
partially overlapping laser beams. The scattered light from the particles is
collected by an elliptical mirror and detected by an avalanche photodetector
that converts light pulses into electrical pulses. The particle mass size
concentration and distribution are calculated from the number concentration,
assuming standard density and spherical particles.

3.1.4 Scanning mobility particle sizer (SMPS)
The SMPS device used in this study (model 3080; TSI Inc.) comprised an
aerosol neutralizer (model 3077; TSI Inc.), a differential mobility analyzer
(DMA) (model 3081; TSI Inc.), and condensation particle counter (CPC)
(model 3010; TSI Inc.) and is shown in Figure 11. The SMPS was used to
determine the number size distributions in the submicrometer range (𝑑𝑑𝑚𝑚 =
0.015–0.67 µm); the measurement which took approximately two to three
minutes, were made semi-online.

Figure 11. Simplified schematic of the SMPS134 system used in this work.

After the polydisperse aerosol sample enters the aerosol neutralizer, it is
diffusion charged under well-defined conditions, resulting in an equilibrium
charge distribution of the aerosol. The DMA consists of a negatively charged
high-voltage rod contained in a grounded outer concentric cylinder.
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On entering the DMA, the charged particles are separated according to their
electrical mobility within the electric field. The voltage of the rod and thus the
electrical field strength within the DMA are successively adjusted during the
course of one measurement, which causes particles of a certain size (i.e. of a
certain electrical mobility Z) to precipitate at a certain location along the
length of the rod. Only particles with a distinct electrical mobility exit through
a small slit located at the bottom of the rod (monodisperse aerosol) and are
transferred to the CPC, where their particle concentration is determined. The
remaining aerosol is bypassed and guided through a gas-conditioning system
in which particles are removed in a series of filters and the particle-free sheath
flow is recycled to the DMA.
An analog output port of the CPC is used to control the rod voltage of the
DMA. The particles leaving the DMA are counted by the CPC. The
monodisperse aerosol is initially saturated with 1-butanol. Subsequently, the
aerosol is cooled, which causes the particles to grow, large enough in size to be
counted optically. The CPC sends the raw data to a computer equipped with
special software that converts the raw data into a number-weighted particle
size distribution. The particle mass size concentration and distribution are
calculated from the number concentration, assuming standard density and
spherical particles.

3.1.5 Tapered-element oscillating microbalance (TEOM)
For on-line measurement of the total particle mass concentration, a taperedelement oscillating microbalance (series 1400a; Thermo Fisher Scientific Inc.,
Waltham, MA, USA) with a resolution of 1 μg m−3 was used. The instrument
consists of a TEOM sensor and a TEOM control unit. The main components of
the control unit are the data-processing hardware, flow control components,
and control electronics for the system. The sensor unit consists of the sample
inlet and the TEOM microbalance.135 The aerosol sample is transported to the
tapered element, which consists of a filter cartridge mounted on top of a
hollow glass tube. The base of the tube is fixed, while the tip is floating and
kept oscillating by the feedback electronics. A precision frequency counter
records the frequency of the oscillations. During the passage of the aerosol
through the TEOM, particles accumulate in the filter cartridge, where the
added particle mass causes a change in the oscillation frequency. The tapered
element plus filter are assumed to behave as a harmonic oscillator. The
accumulated particle mass and oscillation frequency are mathematically
related and the particle mass is recalculated by a microprocessor.
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3.1.6 Scanning electron microscopy with energy dispersive
spectroscopy (SEM-EDS)
The size-segregated LPI substrates were analyzed using a scanning electron
microscope with energy dispersive spectroscopy (SEM-EDS) (JXA-840A;
JEOL Ltd., Akishima, Tokyo, Japan) to obtain information about the particle’s
morphology and semi-quantitative elemental composition. In this instrument,
the PM surface is irradiated with electrons, producing signals used to create an
image and calculate the elemental composition of the PM.136 After the electron
beam hits the sample surface, inner shell electrons are removed and replaced
by higher-energy electrons. This causes the emission of characteristic X-rays
that provide information about the elemental composition of the sample.

3.2 Gas and tar characterization techniques
3.2.1 Micro gas chromatograph (µ-GC)
A micro gas chromatograph (model CP-4900; Varian Inc., Palo Alto, CA,
USA) was used to measure the H2 concentration in the laboratory experiments.
The instrument consists of three components: an injector, a column, and a
detector. The µ-GC has built-in microelectronic gas control regulators that
adjust the pressure and thus the stream of gas through the injector, column, and
detector. The injector has a built-in sample loop that is filled with the gaseous
sample by means of a vacuum pump. The injector injects the gas sample from
the loop into the gas stream and the different gas components are separated in
the column, with each component exiting the column at a different time. On
entering the detector, every gas compound generates a signal that is converted
to a certain gas concentration. The µ-GC used in the laboratory tests was
equipped with a molecular sieve column and a thermo-conductivity detector.

3.2.2 CO2 meter
The CO2 concentration during the experimental tests was measured in realtime
using a CO2 meter (model CM-0001; CO2 Meter Inc., Ormond Beach, FL,
USA). The internal sampling micro‐pump draws the sample through a
particulate filter, hydrophobic filter, and moisture trap into the sampling
chamber of the instrument. The heart of the instrument is the non‐dispersive
infrared (NDIR) gas sensor. CO2 sensors using NDIR technology are mature
and well known for their high selectivity and good reliability.137 The main
components of an NDIR sensor are an infrared source, a sample chamber and a
detector. The IR light is directed through the sample chamber, towards the
detector. The CO2 contained in the sample causes the absorption of
characteristic wavelengths and the attenuation of these wavelengths is
measured by the detector. According to the Beer–Lambert law, this signal can
be converted to a CO2 concentration.
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3.2.3 Fourier transform infrared gas spectrometer (FTIR)
A Gasmet DX4000 FTIR gas analyzer (Gasmet Technologies, Helsinki,
Finland) was used to measure the steam, CO, and C6H6 concentrations during
laboratory experiments in real‐time. The gas analyzer consists of an FTIR gas
analyzer, a temperature-controlled sampling unit, a heated probe, and heated
sampling lines; all parts operated at 180°C. The heated pump installed in the
sampling unit draws the sample gas through a heated probe, where PM > 2 µm
is removed by means of a ceramic filter element. After passing through the
sampling unit, the sample gas is directed into the FTIR gas analyzer, which
incorporates an FTIR spectrometer, a temperature-controlled sample cell, and
signal-processing electronics. The spectrometer contains an SiC element
heated to 1550 K as the IR source and a Peltier-cooled mercury cadmium
telluride detector. When the IR radiation penetrates the sample, the radiation is
partly absorbed by the sample and partly transmitted. The resulting signal of
the detector is an interferogram characteristic of the individual gas compounds.
The interferogram is converted to a spectrum by Fourier transformation, which
is then recalculated to the respective gas concentrations.

3.2.4 Solid-Phase Adsorption (SPA)
Tar samples from a 2–4-MWth steam-blown BFB gasifier were extracted and
analyzed using the SPA method developed by Brage et al.53 The working
principle of the SPA method is the adsorption of tar vapors on a solid-phase
extraction column loaded with an amino phase. Using a needle mounted on a
syringe, a 100-mL gas sample was sucked through the SPA column where the
tar compounds were adsorbed. Aromatic and phenolic fractions were eluted
from the solid phase and analyzed using a gas chromatograph (Bruker
Daltonics Inc., Billerica, MA, USA) with a flame-ionizing detector (GC-FID).

3.3 PM and tar plant measurements
As mentioned in section 1.2, one aim of this work to characterize PM and tars
formed during atmospheric FB biomass gasification and to test an aerosolbased method for the online monitoring of heavy tars. The experiments to
accomplish those goals were performed in an indirect atmospheric BFB
gasifier located at Chalmers Technical University, Gothenburg, Sweden which
is described below.

3.3.1 Indirect bubbling fluidized bed (BFB) gasifier
Tar and PM formed in a 2–4-MWth steam-blown indirect BFB pilot-scale
gasifier were measured and characterized. The thermal energy for the gasifier
was provided by the combustion of wood chips in a 12-MWth CFB boiler. The
gasifier and boiler were connected to each other via two steam-fluidized loop
seals (Figure 12). The bed material of the gasifier (silica sand) was heated in
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the boiler and then transported to the gasifier by means of a particle distributor
connecting the cyclone of the boiler to the gasifier. Wood pellets and steam
were supplied to the gasifier and were heated by the hot silica sand, producing
a product gas containing permanent gases, PM, tar, char, and ashes. The
product gas left the gasifier at the top, where it was directed into the boiler and
combusted. The bed material and unconverted char were recirculated to the
boiler as well. If the gasifier is not in operation, the particle distributor guides
all particles directly into the boiler. More detailed information about the
gasifier is presented by Thunman and Seemann.138 The measurements were
performed on two successive days. On both days, the bottom-bed temperature
in the boiler and the bed temperature in the gasifier were 820–830°C. The
wood pellet feeding rate to the gasifier was 265 kg h−1 on both days. The steam
supply to the gasifier was varied from the first (160 kg h−1) to the second day
(240 kg h−1). The product gas temperature at the exit of the gasifier was
approximately 765°C, while it was 745°C at the sampling position.

Figure 12. Schematic of the indirect bubbling fluidized bed gasifier.
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3.3.2 PM and tar sampling and measurement system
The used PM sampling and characterization system is presented in Figure 13
and consists of an extraction/conditioning part and a PM characterization part.

Figure 13. Schematic of the aerosol sampling and measurement system.

Extraction system
To reduce particle coagulation and control the condensation and nucleation of
inorganic vapors during sampling, a sample of hot product gas was extracted
using a dilution probe (similar to that shown in Figure 7). As dilution gas
heated nitrogen was supplied to the probe, reducing the sample gas
temperature at the end of the probe to about 220℃. A primary dilution ratio
(DR) of approximately 20 was achieved by adjusting the flow rate of the
nitrogen using a mass flow controller (MFC) (Bronkhorst HI-TEC, Ruurlo,
Netherlands). A similar probe is described in greater detail by Strand et al.,41
who used it to sample PM from a biomass-fired CFB boiler. Downstream from
the dilution probe, the sample entered the primary thermodenuder (TD)
(Dekati Ltd., Tampere, Finland) to reduce the tar content and prevent tar
condensation onto PM or the formation of new PM through tar nucleation as
the sample gas was further cooled. The primary TD is divided into a heating
and an adsorber section. First, the sample passes through the heating section to
evaporate the tars at a temperature of 300℃. In the adsorber section, the
sample gas was gradually cooled to ambient temperature, and tar vapors were
trapped in activated carbon cartridges. To extract a certain amount of product
gas from the dilution probe and achieve a secondary dilution, a pressure-
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regulated ejector diluter was connected directly to the outlet of the primary
TD. Particle-free dry compressed air was used as dilution gas.
PM characterization system
A gas analyzer based on infrared technology was used to measure the CO
concentration after dilution in order to monitor the total dilution ratio. To
investigate whether tars or inorganic vapors had formed PM by condensation
in the sampling system, there was the option of passing the sample through a
temperature-adjustable electrically heated tube furnace considered to operate
as a secondary TD, where formed PM could be evaporated or combusted at
various temperatures. The particle mass size distributions as well as particle
mass concentrations (PMCs) were established using several aerosol
instruments (i.e. SMPS, APS, LPI, ELPI, and TEOM).
The PM sampling system is similar to the one presented by Gustafsson et al,139
though instead of a granular bed of activated carbon, a primary TD was used to
remove the tar. Furthermore, a secondary thermodenuder, which corresponds
to the thermodenuder mentioned by Gustafsson et al.,139 was used in this study.
Heavy tar measurement system
According to van de Kamp et al.,140 poor tar sampling is often caused by the
formation of “tar aerosols.” The approach in this thesis was to form such tar
aerosols on purpose as illustrated in Figure 14, and to characterize them using
semi-online and online particle measurement instruments using the PM
characterization system as shown in Figure 13.

Figure 14. Principal of the heavy tar measurement system.
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If the heavy-tar concentration measured using the aerosol sampling and
measurement system was to be evaluated semi-quantitatively, the primary and
secondary TDs in the extraction system were bypassed (case 1, Table 4) and
the ejector diluter was connected directly to the dilution probe outlet. In a
separate measurement, an additional slipstream of product gas was extracted,
PM was removed by a high-temperature (350 °C) ceramic filter, and tars were
analyzed using the SPA method. In that way, the heavy-tar concentrations
measured with the aerosol sampling and measurement system could be
compared with the heavy-tar concentrations measured using the SPA method.
If the aerosol sampling and measurement system was to be tested as a potential
online method for measuring heavy tar, only the secondary TD was bypassed
(case 3) and the particle mass concentration (PMC) was recorded using the
ELPI additionally.
Table 4. Experimental and operational conditions during the plant measurements.
Case
1
2
3
4
5
6
7

Conditioning system
Primary TD
Secondary TD
x
x
x
x
x
x

x (200°C)
x (400°C)
x (700°C)
x (900°C)

Steam-to-fuel ratio [kgSteam/kgfuel]
0.65 (low)
0.9 (high)
x
x
x
x
x
x
x

The measurements were performed on two successive days during which the
steam-to-fuel ratio was changed from 0.65 to 0.9. On both days, several
alternative settings of the tar and PM extraction and conditioning systems were
used. As shown in Table 4, data will be presented for a total of seven selected
settings (cases 1–7) differing in steam-to-fuel ratio, use of primary and
secondary TDs, and the temperature of the secondary TD. Since the results for
low and high fuel-to-steam ratios were similar, only one case was selected for
the low steam-to-fuel ratio.

3.4 Tar conversion using char aerosol particles
In a real biomass gasification process, unconverted char particles will be
continuously entrained and accumulated in potential filter elements installed
downstream from the gasifier. It was reported that catalytic reactions induced
by those unreacted biomass char particles on an HT- filter surface will reduce
the tar concentration.116 The tar–char interactions in such an HT-filter element
were investigated in more detail with respect to the following parameters:
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Filter temperature
Char mass inside the filter
Inlet benzene (tar) concentration
Gas volume flow rate
Char type

A practical limitation of using a HT filter as a tar pre-reformer is the increasing
pressure drop with increasing operational time and thus the need for frequent
cleaning of the filter element (especially at high char concentrations). During
the regeneration/cleaning of the filter, the catalytically active char will be
removed as well, resulting in a recurrent increase in the tar concentration.
Furthermore, commercially available HT filters are limited to maximum
temperatures of approximately 800°C. Therefore, additional experiments were
performed in a vertical Al2O3 bed setup that enabled investigation of the
benzene-conversion capacity of char aerosol particles at elevated char
concentrations and temperatures. Such kind of tar pre-reformer might not only
decrease the tar content of the product gas but also the risk of soot-formation
in potential tar reforming units (ATR, POX, etc.).
Parameters investigated using the Al2O3 bed setup are the following:
 Bed temperature
 Char concentration
 Char weight time
 Gasification medium and concentration
 Char type and char doping

3.4.1 Materials
In total six different char samples were employed in the experiments:
1. Commercially available steam-activated carbon pellets (A.C.) (3–4
mm, type Norit RB3);
2. granular hardwood-based steam-activated charcoal (AHC) type Soil
DeTOX (Charcoal House, Crawford, NE, USA), manufactured at low
heating rates for 4–7 h at pyrolysis temperatures of approximately
500–700 °C;
3. pine char (P.C.) produced by pyrolyzing pine wood rods (9–10 mm)
for 10 min in an electrically heated tube furnace at 900°C in a
nitrogen atmosphere; and
4. three types of commercially certified (EN-1860-2) barbeque charcoal
(Skandivaror, Malmö, Sweden) made from broadleaf wood;
4.1 O-char, untreated original char.
4.2 O-char impregnated with a K2CO3 solution (K-char) and
4.3 O-char impregnated with a FeN3O9 solution (Fe-char)
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The K-char and Fe-char were prepared in the following way: potassium- and
iron solutions were prepared by mixing K2CO3 (Fisher Scientific International,
Inc., now Thermo Fisher Scientific, Waltham, MA, USA) and FeN3O9 (Acros
Organics/Thermo Fisher Scientific) with water and ethanol. The O-char was
crushed to particles < 0.5 mm. Those char particles were soaked in the K- and
Fe solutions, respectively. The char slurry was dried for 15 h at 105°C.
The elemental analysis of the AHC, O-char, Fe-char and K-char as well as the
moisture and ash content are presented in Table 5.
Table 5. Elemental analysis, moisture, and ash content of the char samples used in the
experiments.
Content (% dw)
Non-metal elements
C
H
N
Cl
S
O (calculated)
Metal elements/
metalloids
Si
Al
Ca
K
Mg
Na
Fe
Char ash
Moisture

AHC

O-char

K-char

Fe-char

88.2
0.00
0.22
0.03
0.05
5.00

87.1
2.5
0.48
0.01
0.02
6.6

82.4
2.9
0.48
<0.01
0.01
7.2

85.0
2.8
0.97
<0.01
0.02
7.7

0.98
0.12
1.00
0.39
0.10
<0.05
n.a.
6.50
10.7

<0.05
0.005
1.2
0.27
0.06
< 0.01
0.005
3.2
3.0

0.16
0.006
0.96
2.3
0.08
< 0.01
0.009
6.9
1.6

<0.05
0.003
0.8
0.32
0.08
<0.01
0.76
3.5
1.4

Table 6 presents information about the internal structural properties of the
AHC and O-char, determined using BET analysis (TriStar 3000;
Micromeritics, Norcross, GA, U.S.A.).
Table 6. Properties characterizing the internal structure of the AHC and O-char.
AHC
O-char
a

Surface area (m2 g–1)a
554.4
129.9

Pore volume (cm3 g–1)b
0.17
0.002

Average pore diameter (nm)c
4.0
95.2

Brunauer-Emmet-Teller (BET) surface area
Barrett-Joyner-Halenda (BJH) desorption cumulative pore volume of pores 1.7–300 nm in diameter
c
BJH desorption average pore diameter
b

For investigation of the tar conversion properties of the char, benzene with a
purity of 99.7 % (Merck & Co., Inc, Kenilworth, NJ, USA) was selected as the
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model tar compound as it is believed to be one of the most refractory
compounds among the tars originating from biomass gasification.73, 133

3.4.2 High temperature filter setup
The experimental setup used to perform the conversion tests is shown in
Figure 15 and can be divided into three parts: 1) the char- and gas-supply
systems, 2) the furnace, including the HT filter, and 3) the gas analysis system.

Figure 15. Schematic of the experimental setup; the sections indicated by red wavy lines are
heated to 100°C.

Char- and gas-supply system
The char-supply system consists of a char aerosol generator and a
sedimentation chamber. In the char aerosol generator, small char particles were
produced by mechanical abrasion/fragmentation of the two char materials. The
char fragments were entrained with the carrier gas (N2) into the sedimentation
chamber, through which only particles smaller than approximately 10 µm
could pass.
In the gas-supply system, the steam and benzene concentrations were regulated
by adjusting the vapor generator temperature and the carrier gas (N2) flow
rates. The steam concentration was set to 15 vol. % for all experiments. High
(12 g Nm–3) and low (6 g Nm–3) benzene concentrations were chosen to
represent typical tar concentrations found in FB biomass gasification. To
investigate the effect of different gas residence times in the HT filter, three gas
flow rates of 2 (Q0), 0.8 (Q1), and 0.25 (Q2) slpm were used. These gas flow
rates were varied by extracting gas upstream from the HT filter (blue dashed
line, Figure 15). The char and the reactive gases (i.e., steam and benzene) were
fed to the HT filter via separate stainless steel tubes.
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Furnace including the HT filter
The HT thimble filter was mounted and placed in the isothermal HT zone of a
horizontal alumina tube. The HT filter (19 × 90 mm; Advantec, Dublin, CA,
USA) was filled with loosely packed quartz wool. The packed quartz wool was
used to retain particles throughout the filter volume, rather than just on the
filter surface. Using the quartz wool enables more char to be deposited in the
HT filter while maintaining a comparatively low pressure drop. The HT filter
was heated to the required temperatures using an electrical tube furnace.
Gas analysis system
The gas was extracted downstream from the HT filter. A Fourier transform
infrared (FTIR) gas spectrometer was used to measure the steam, CO, and
benzene concentrations. A micro gas chromatograph equipped with a thermoconductivity detector using a molecular sieve column and nitrogen as carrier
gas was used to measure the H2 concentration. The CO2 concentration was
measured using a CO2 meter. All gas concentrations were corrected for the
estimated dilution in the reactor. Considering the sum of the respective gas
flow rate through the char bed plus the purge gas, the concentration of the
gases formed in the reactor was less than 2 vol. % and hence no corrections for
the changes of the gas volume flow rates were made.
Procedure
The experiments were performed using three procedures, the parameters of
which are summarized in Table 7.
Initially, the steam gasification characteristics of the char particles in the
absence of tars (i.e., benzene) were investigated (section 4.2.1). The reactor
was purged with nitrogen, heated to the required temperature (𝑇𝑇𝑆𝑆𝑆𝑆𝑆𝑆 ), and the
char was deposited in the HT filter. The amount of char was controlled by
varying the char deposition time and was monitored by continuously
measuring the increase in pressure drop across the HT filter using a
pressure gauge. Once the char particles were deposited in the HT filter,
steam was guided into the reactor and the CO, CO2, and H2 concentrations
were measured. During each experiment, the gas flow rates were increased
stepwise. After finishing a single test, any char particles remaining in the
HT filter were oxidized using a mixture of steam and air.
The char conversion was estimated based on Eq. 13, assuming that the char
conversion was proportional to the carbon conversion and that the char was
completely converted into CO and CO2:
Char conversion (%) =
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Mc Qi
Vm

∑tt=0(yCO (t)+yCO2 (t))∆t
∙
xc mchar0

100

(13)

MC represents the molar mass of carbon, Qi the gas flow rate, Vm the molar
volume of an ideal gas at standard temperature and pressure, 𝑥𝑥𝑐𝑐 the mass
fraction of carbon in the char, 𝑦𝑦CO and 𝑦𝑦𝐶𝐶𝑂𝑂2 the gas concentrations of CO and
CO2, respectively, ∆t the time interval between two data points, and 𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎0 the
initially deposited amount of char. The initial fraction of carbon was estimated
to be approximately 85% in the pine char and activated carbon.20
Table 7. Experimental procedures and the corresponding parameters in the HT-filter setup.
Parameter

Char mass (g)
Char concentration (g m–3)
Benzene concentration (g Nm–3)
Steam concentration (vol.%)
Gas flow rate (slpm)
TSet (°C)
Char type

Procedure
Steam
gasification
of char particles
0.3
0
15
0.25, 0.8, 2
800, 900
AC, PC

Tar decomposition
using batches of
char particles
0.003, 0.03, 0.3
6, 12
15
0.25, 0.8, 2
750, 800, 850, 900
AC, PC

Tar decomposition
during continuous
char feed
5*
15
15
2
1000
AC

* Estimated using the APS instrument and assuming an effective char particle density of 0.25 g cm -3.

The procedure for investigating the benzene decomposition using batches
of char particles (section 4.2.2) was similar to that used for the char
gasification, except that benzene was fed together with the steam and that the
benzene outlet concentration was measured in addition to the CO, CO2, and H2
concentrations. During a single experiment, low (LB) and high (HB) benzene
concentrations were tested.
In a third procedure, activated carbon particles and steam were continuously
fed into the HT-filter at 1000 °C while simultaneously measuring the CO, CO2,
and H2 concentrations (section 4.2.3). Based on the char concentration and gas
flow rate, the char deposition rate was estimated to be approximately 0.02 g
min–1. After steady-state char-gasification conditions were reached, benzene
was fed in addition to the continuously supplied char, and the benzene outlet
concentration was measured.
The benzene conversion (X) was calculated based on equation 14:
𝐵𝐵𝐵𝐵𝐵𝐵𝐵𝐵𝐵𝐵𝐵𝐵𝐵𝐵 𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐, 𝑋𝑋(t) = [

(𝐶𝐶Benz,0 )𝑇𝑇

𝑆𝑆𝑆𝑆𝑆𝑆

−(𝐶𝐶Benz,1 (𝑡𝑡))𝑇𝑇

(𝐶𝐶Benz,0 )𝑇𝑇

where 𝑡𝑡 denotes the time, 𝑐𝑐𝐵𝐵𝑒𝑒𝑒𝑒𝑒𝑒,0 𝑇𝑇

𝑆𝑆𝑆𝑆𝑆𝑆

𝑆𝑆𝑆𝑆𝑆𝑆

and 𝑐𝑐𝐵𝐵𝑒𝑒𝑒𝑒𝑒𝑒,1 𝑇𝑇

𝑆𝑆𝑆𝑆𝑆𝑆

𝑆𝑆𝑆𝑆𝑆𝑆

(14)

] ∙ 100

are the benzene outlet

concentrations measured before and after depositing the char particles at the
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temperature of 𝑇𝑇𝑆𝑆𝑆𝑆𝑆𝑆 , respectively. Therefore, presented benzene conversions
include neither thermal conversion effects nor catalytic effects of ash particles
left from previous experiments. The maximum thermal (initial) benzene
conversion achieved at 900 °C and a flowrate of Q2 was approx. 15 %.

3.4.3 Al2O3 bed setup
The experimental setup as presented in Figure 16 was divided into three parts:
1) the char- and gas supply system, 2) the reactor including the packed bed,
and 3) the gas analysis system.

Figure 16. Schematic of the experimental setup; the red spiral sections upstream from the
reactor are heated to 120°C, the red spiral sections downstream from the reactor to 250°C.

Char- and gas-supply system
The char supply was accomplished by means of a char aerosol generator.
Within the char aerosol generator, the produced char samples were crushed
into fine char particles by mechanical abrasion and fragmentation. These char
particles were transported with the carrier gas (N2) into the reactor. The flow
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rate of the carrier gas and the fragmentation intensity of the char aerosol
generator determined the supplied char concentration.
The gas supply system consists of two different gas supply lines; one for the
benzene and one for the steam or CO2. The benzene was contained in a
washing bottle which was placed inside a temperature controlled water bath.
The benzene concentration was set by regulating the temperature of the
washing bottle and the carrier gas (N2) flow rate through the bottle by means
of a mass flow controller (MFC, Bronkhorst HIGH-TECH, Ruurlo,
Netherlands). The steam concentration was adjusted by setting the water flow
rate by means of a liquid mass flow controller (LMFC, Bronkhorst HIGHTech) and the flow rate of N2 through a vapor Control unit (CEM, Bronkhorst
HIGH-TECH, Ruurlo, Netherlands). The CO2 concentration was regulated by
means of mass flow controller (MFC, Bronkhorst HIGH-TECH).
Reactor including the packed bed
Benzene, Steam/CO2, N2 as well as the char particles were supplied into a
ceramic reactor (Pythagoras tube, Morgan Advanced Materials, Windsor,
England). The char particles were captured in a circa 10 cm long packed bed
inside the reactor. Irregularly shaped Al203 (T-162, Almatis GmbH,
Ludwigshafen, Germany) particles with a particle size of 2-3 mm formed the
packed bed. The temperature of the reactor and the packed bed were regulated
using an electrically heated tube furnace (Entech Energiteknik AB,
Ängelholm, Sweden).
Gas analysis system
Downstream from the reactor, a HT thimble filter was mounted in a metal case
to collect the char particles not captured in the bed. The metal case was heated
to 250 °C to minimize the benzene adsorption effects of the char particles
collected in the thimble filter. The steam, CO, CO2 and benzene concentrations
were analyzed by means of a Fourier transform infrared (FTIR) gas
spectrometer. The outlet gas of the FTIR instrument was led to a micro gas
chromatograph measuring the H2 concentration and a CO2 meter recording the
CO2 concentrations. Before the product gas reached the measurement
instruments it was diluted with nitrogen which was necessary to bring the gas
concentrations within the limits of the measurement instruments. All gas
concentrations reported here were corrected for the dilution downstream the
reactor.
Procedure
Experiments were performed to investigate the char-build up phase in the
alumina bed and to investigate the benzene conversion in the so formed char
bed varying the experimental conditions (gasification medium, temperature,
char concentration and char type). The parameters of which are summarized in
Table 8.
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Table 8. Experimental parameters adopted during the tests using the Al203 bed setup.
Experiment

Char build-up Benzene conversion experiments
tests
Influence of the Influence of the
gasification
temperature
medium
Benzene concentration 6.5
5–6.5
5–6.5
[g Nm-3]*
Steam concentration
13.5
0, 13.5, 27
13.5
[vol. %]
CO2 concentration
0
0, 13.5
0
[vol. %]
Char concentration
8
8–40
8
[g Nm-3]
Gas residence time bed 0.06 (950℃)– 0.06 (900℃)–
0.06 (900℃)–
[s]**
0.06 (1050℃)  0.05 (1100℃)
0.05 (1100℃)
Gas flow rate [slpm]
4.7
4.7
4.7
Gas velocity reactor
0.49 (950℃)– –0.47 (900℃) – 0.47 (900℃) –
[m s-1]
0.53 (1050℃) 0.55 (1100℃)
0.55 (1100℃)
Bed temperature TSet
950, 1050
900, 1050,
900, 1000, 1050,
[˚C]
1100
1100
Char type
O-char
O-char, AHC
O-char
* g Nm-3 corresponds to the concentration at 25˚C, 1 bar
** Considering a void fraction of the bed of 0.3.

Influence of the
weight time and
char concentration
6.5
0, 13.5
0, 13.5
8–50
0.09 (600˚C) –
0.06 (1050˚C)
4.7
0.35 (600˚C) –
0.53 (1050˚C)
600, 750, 850, 950,
1000, 1050
O-char, K-char,
Fe-char

In the initial tests the char build-up phase in the packed bed during the
continuous supply of char particles in the presence of steam and benzene was
investigated. Once a stable feed of steam and benzene was established a
continuous char feeding was initiated. From this moment on char was
accumulating in the packed bed until a steady-state char mass was reached.
The experimentally determined steady-state char masses were validated
against a theoretical model describing the char mass in the packed bed by
adjusting the char reactivity. Results are presented in section 4.3.1.
In the following the experimental procedure for determining the benzene
conversion is described, the results of which are presented in sections 4.3.2 –
4.3.4. In section 4.3.2 the influence of the gasification medium, in section 4.3.3
the influence of the temperature and in section 4.3.4 the influence of the
weight time and char concentration using the O-char, Fe- as well as K doped
char on the benzene conversion is examined. Each experiment was started by
recording a baseline for the benzene conversion measurements, i.e. to correct
for any initial conversion (Figure 17) in the reactor. This was done by
measuring the benzene outlet gas concentration (𝑐𝑐Benz,0 )𝑇𝑇 at the tested
𝑆𝑆𝑆𝑆𝑆𝑆

temperature and steam (or CO2) concentration, in the absence of char. The
initial benzene conversion was calculated as
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𝐼𝐼𝐼𝐼𝐼𝐼𝐼𝐼𝐼𝐼𝐼𝐼𝐼𝐼 𝐶𝐶6 𝐻𝐻6 𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐𝑐 = [

(𝐶𝐶Benz,0 )600˚C −(𝐶𝐶Benz,0 )𝑇𝑇
(𝐶𝐶Benz,0 )600˚C

𝑆𝑆𝑆𝑆𝑆𝑆

(15)

] ∙ 100

where 𝑐𝑐(𝐵𝐵𝑒𝑒𝑒𝑒𝑒𝑒,0 )600℃ denotes the benzene outlet concentration measured at
600℃ (no initial conversion).

Figure 17. Initial benzene conversion in the ceramic reactor containing the packed bed.

Subsequently, the char was fed and accumulated in the packed bed until
reaching steady-state conditions, i.e. the char gasification rate and char feeding
rate were assumed equal. Steady-state conditions were indicated by stabilized
H2, CO and CO2 concentrations. The benzene conversion effect from the char
at steady-state conditions was established according to Eq. 14. Presented
benzene conversions include neither initial conversion effects nor catalytic
effects of ash particles left from previous experiments. Benzene conversion
effects from ashes which accumulated in the packed bed during the
experiments were considered negligible and were thus not corrected for. The
changes of the benzene conversion due to additionally released gases from
char gasification reactions were corrected for.
Due to experimental limitations not all combinations of the three experimental
parameters (temperature, char type, gasification agent) could be investigated at
steady-state conditions, e.g. high char concentrations could not be combined
with low temperatures since the packed bed would clog before reaching
steady-state conditions. Even in the case that steady-state conditions were not
reached the benzene conversion was investigated. In those cases the char
feeding was stopped and the accumulated char in the packed bed was
completely gasified to establish the amount of the char left after the char
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feeding was stopped. This procedure is explained more in detail in the section
“Weight time (τ) determination”.
Char concentration determination
Based on the design of the char aerosol generator it was estimated that char
particles with an aerodynamic diameter < 60 µm were fed to the packed
Al2O3 bed. The steady state char concentration (𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑖𝑖𝑖𝑖 (g N𝑚𝑚−3)) supplied
to the packed bed was determined according to Eq. 16 by measuring the
main carbon containing gases (CO, CO2) during the simultaneous char-,
steam- and benzene supply (first term, Eq. 16) and subtracting the carbon
(CO, CO2) released from the benzene conversion (second term, Eq. 16).
𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑖𝑖𝑖𝑖 (𝑡𝑡) =

𝑀𝑀𝑐𝑐
(𝑦𝑦 (𝑡𝑡) + 𝑦𝑦𝐶𝐶𝐶𝐶2 (𝑡𝑡)) −
𝑥𝑥𝑐𝑐 ∙ 𝑉𝑉𝑚𝑚 ∙ 1000 𝐶𝐶𝐶𝐶

(𝐶𝐶Benz,0 )𝑇𝑇 ∙𝑀𝑀𝐵𝐵𝐵𝐵𝐵𝐵𝐵𝐵

((

0

𝑉𝑉𝑀𝑀

) (1 − (

(𝐶𝐶Benz,1 )𝑇𝑇

𝑆𝑆𝑆𝑆𝑆𝑆

(𝐶𝐶Benz,0 )𝑇𝑇

0

))) 𝑀𝑀

6𝑀𝑀𝑐𝑐

𝐵𝐵𝐵𝐵𝐵𝐵𝐵𝐵 ∙1000∙𝑥𝑥𝑐𝑐

(16)

MC (g mol-1) represents the molar mass of carbon, Vm (l mol-1) the molar
volume of an ideal gas at NTP (20˚C, 1bar), xc the mass fraction of carbon
in the char, 𝐶𝐶Benz,0 𝑇𝑇 the benzene concentration at NTP, 𝑦𝑦𝐶𝐶𝐶𝐶 and 𝑦𝑦𝐶𝐶𝐶𝐶2 the
0

gas concentrations (ppm) of CO and CO2, respectively.
In the case CO2 was used as gasification agent Eq. 16 could not be used to
calculate the char concentration. In this case the char concentration was
assumed to be similar to the one established if the gasification medium was
switched to steam during the same experiment.
Weight time (τ) determination
Since the volumetric flow rate was kept constant during the experiments and
the mass of catalyst (char) was changed the weight time τ (defined here as the
ratio of the mass of the char in the bed to gas volume flow rate) was used
instead of the residence time/space velocity. The mass of the char in the bed
(𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎 ) was estimated by stopping the char supply at the end of the
experiment and fully steam gasifiying the deposited material in the bed. In this
way the total carbon from the char was assumed to be released as CO and CO2.
The weight time was thus calculated according to Eq. 17.

−3

𝜏𝜏 [𝑘𝑘𝑘𝑘 ℎ 𝑚𝑚 ] =
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𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎
𝑄𝑄

=

𝑡𝑡
∑ 𝑔𝑔
1000 0
1

𝑀𝑀𝐶𝐶 ∙𝑄𝑄 ′ ∙ (𝑦𝑦𝐶𝐶𝐶𝐶 (𝑡𝑡)+𝑦𝑦𝐶𝐶𝐶𝐶2 (𝑡𝑡))∆𝑡𝑡
𝑥𝑥𝑐𝑐 𝑉𝑉𝑚𝑚 𝑄𝑄

(17)

where 𝑚𝑚𝐶𝐶ℎ𝑎𝑎𝑎𝑎 [𝑘𝑘𝑘𝑘] represents the mass of char in the packed bed, 𝑄𝑄 ′ [𝑚𝑚3 ℎ−1 ]
the gas volume flow rate at room temperature, 𝑄𝑄 [𝑚𝑚3ℎ−1 ] the gas volume flow
at the bed temperature 𝑇𝑇𝑆𝑆𝑆𝑆𝑆𝑆 and ∆𝑡𝑡 [ℎ] and 𝑡𝑡𝑔𝑔 [ℎ] present the time interval
between two data points and the time applied for char gasification,
respectively. τ was determined under steady-state, as well as non steady-state
conditions.
Another way to calculate the char mass in the packed bed is to integrate the
difference of the steady state char concentration (𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑖𝑖𝑖𝑖 ) and the char
gasification rate based on the released CO and CO2 (𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑔𝑔𝑔𝑔𝑔𝑔 (𝑡𝑡)) during the
char build-up phase:
𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎 (𝑡𝑡) = ∑𝑡𝑡0(𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑖𝑖𝑖𝑖 − 𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑔𝑔𝑔𝑔𝑔𝑔 (𝑡𝑡))𝑄𝑄∆𝑡𝑡
𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠

The steady-state char mass 𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑟𝑟
𝑡𝑡𝑠𝑠𝑡𝑡𝑡𝑡𝑡𝑡𝑡𝑡𝑡𝑡 and calculated as:
𝑠𝑠𝑡𝑡𝑡𝑡𝑡𝑡𝑡𝑡𝑡𝑡

𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎

(18)

in the packed bed is reached for 𝑡𝑡 ≥

𝑡𝑡

= ∑0𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠(𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑖𝑖𝑖𝑖 − 𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑔𝑔𝑔𝑔𝑔𝑔 (𝑡𝑡))𝑄𝑄∆𝑡𝑡

(19)

where 𝑡𝑡𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠 is the time needed to reach steady-state conditions. 𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑔𝑔𝑔𝑔𝑔𝑔 (𝑡𝑡)
is calculated in accordance to Eq. 16 but before reaching steady-state
conditions.
Tar- and char kinetics
The benzene conversion during the experiments was assumed to follow a
pseudo first-order reaction with respect to the benzene concentration
(assuming plug flow conditions and negligible influence of the steam or
CO2 concentration (high excess)). The reaction rate constant,
𝑘𝑘 [𝑚𝑚3𝑘𝑘𝑘𝑘−1 ℎ−1 ] was calculated according to Eq. 20
k=

−ln(1−𝑋𝑋)
𝜏𝜏

(20)

where X represents the benzene conversion as calculated in Eq. 14 (without
thermal conversion). This approach is widely accepted 107, 126, 128 and allows
comparison of catalyst activities in tar elimination based on the apparent firstorder rate constant k. Rearranging Eq. 20 for the benzene conversion [%] gives
X = [1 − exp(−k ∙ τ)] ∙ 100

(21)
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In order to present the benzene conversion as a function of the char
concentration 𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑖𝑖𝑖𝑖 , Eq. 21 was modified to
−k∙Charin ∙t′

X = [1 − exp (

1000

)] ∙ 100

(22)

where t ′ [ℎ] represents a characteristic contact time between benzene and char,
which is expected to be changed by temperature and gasification agent, but not
by the char concentration.
The char accumulation in the bed was described by a first-order differential
equation:
𝑑𝑑𝑑𝑑𝑐𝑐ℎ𝑎𝑎𝑎𝑎
𝑑𝑑𝑑𝑑

= 𝐶𝐶𝐶𝐶ℎ𝑎𝑎𝑎𝑎,𝑖𝑖𝑖𝑖 ∙ 𝑄𝑄 ′ − 𝑟𝑟𝐶𝐶ℎ𝑎𝑎𝑎𝑎 ∙ 𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎

(23)

Solving the differential equation with the condition that 𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎 (0) = 0
gives
𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎 (𝑡𝑡) =

𝐶𝐶𝐶𝐶ℎ𝑎𝑎𝑎𝑎,𝑖𝑖𝑖𝑖 ∙𝑄𝑄′ −𝐶𝐶𝐶𝐶ℎ𝑎𝑎𝑎𝑎,𝑖𝑖𝑖𝑖 ∙𝑄𝑄′ ∙𝑒𝑒 −𝑟𝑟𝐶𝐶ℎ𝑎𝑎𝑎𝑎∙𝑡𝑡∙60
𝑟𝑟𝐶𝐶ℎ𝑎𝑎𝑎𝑎

where 𝑟𝑟𝐶𝐶ℎ𝑎𝑎𝑎𝑎 represent the char reactivity (s-1).
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(24)

4. Results and discussion
4.1 PM and tar plant measurements (Article I)
4.1.1 PM characterization
Particle mass size distribution and -mass concentrations
The mass size distributions and particle mass concentrations (PMC) in the
product gas of an indirect steam-fluidized BFB gasifier using the SMPS, APS
and LPI are presented in Figure 18, Figure 19 and Table 9. All size
distributions and particle concentrations were dilution corrected and given at
ambient temperature and pressure conditions (~25°C and 1 bar). No
corrections were made for particle losses in the measurement system. The
mass size distributions were established based on the assumption of spherical
particles and a density of 1 g cm−3 and present the averaged results at the high
steam-to-fuel ratio (cases 1 and 3–7, Table 4). In all cases, a trimodal mass
size distributions was produced. For the purpose of discussion, three adjacent
size ranges (modes) were defined: the first (fine) mode was defined as having
the range of dae = 15–140 nm, the second (intermediate) mode the range of dae
= 140–670 nm, and the third (coarse) mode the range of dae > 670 nm. Passing
the sample through the primary TD (case 3), reduced the PMC of the fine
mode substantially if compared to the case the primary TD was not used (case
1). As the sample was directed through the secondary TD (case 4), the fine
mode shifted towards a smaller particle size already at 200°C, and then shifted
further at higher temperatures. This suggests that the particles shrank when
reheated in the secondary TD. The shift and the corresponding loss of mass are
indicated by the arrow in Figure 18. The intermediate mode was shifted
towards a smaller particle size when passing through the secondary TD at
200°C, then further at 700°C. The coarse mode of the sample was not
substantially affected if passed through the TDs.
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Figure 18. Mass size distributions determined using SMPS and APS systems for different
experimental cases at a high steam-to-fuel ratio.

Figure 19. Mass size distributions determined using LPI and SMPS/APS measured at high
and low steam-to-fuel ratios. The SMPS/APS (case 3) data from Figure 18 are included as a
reference.

56

Figure 19 presents the SMPS, APS, and LPI results at the high (case 3) and the
low (case 2) steam-to-fuel ratios bypassing the secondary TD. The
concentrations in the fine and intermediate modes were slightly higher at the
low steam-to-fuel ratio, while the reverse held for the coarse mode.
Table 9 shows the PMCs of the three modes for cases 1–7, based on the mass
size distributions from Figure 18 and Figure 19 using the SMPS and APS and
the total PMCs using the LPI and TEOM.
Table 9. PMCs (mg m-3) at the low and high steam-to-fuel ratios for the different
experimental cases as an assembly of the averaged set of data.
Mode/
(Instrument)
Case
1
2
3
4
5
6
7

Fine/
(SMPS)
640
138
70
15
5
1
0.5

Intermediate/
(SMPS)
38
68
30
14
11
2
0.8

Coarse/
(APS)
144
46
66
77
66
45
41

Total
(LPI)
244
177
-

Total
(TEOM)
225
214
139
116
-

The sums of the PMC from SMPS and APS data for cases 2 and 3,
respectively, are similar to the PMC as determined using the LPI or TEOM,
respectively. The TEOM was used to directly measure the total PMC of the
sample. Because of its high resolution of about 1 µg m−3, it was regarded as a
reference instrument. The merged SMPS/APS mass concentrations agreed
quite well with the mass concentrations as measured using the TEOM and thus
confirmed the high accuracy of the SMPS and APS results.
Elementary composition and particle morphology
The particle morphology and semi-quantitative elemental composition of the
size segregated samples were obtained using SEM-EDS. During the LPI
measurements, the primary TD was used whereas the secondary TD was
bypassed. The EDS analysis indicated that carbon and oxygen were dominant
elements at all LPI stages (Table 10). The carbon-to-oxygen ratio was higher
in the fine mode than in the intermediate and coarse modes. Since the
quantification accuracy for such light elements was low using EDS analysis
and the grease used to coat the impactor substrates was hydrocarbon based, the
results should be regarded as approximate.
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Table 10. Normalized weight percentages of carbon, oxygen, and the main ash-forming
elements determined by means of EDS analysis for different impactor stages representative
of fine, intermediate, and coarse modes.
Normalized weight %
Stage 1 (fine mode)
Stage 5 (intermediate mode)
Stage 9 (coarse mode)

Carbon
85
78
33

Oxygen
14
18
32

Ash-forming elements
1
4
35

In Figure 20 a more detailed analysis of the main ash-forming elements is
presented. Aluminum was excluded since the analysis was influenced by the
aluminum substrates. The fine mode contained mainly silicon, sulfur,
potassium, and chlorine. With increasing aerodynamic diameter up to the
intermediate mode, the potassium content increased whereas the silicon
content decreased. The coarse mode was dominated by calcium, silicon,
phosphorus, and magnesium.

Figure 20. Normalized mass distribution of major elements on greased LPI substrates at the
high steam to- fuel ratio bypassing the secondary TD (case 3) as measured using EDS.

SEM images from stages 1, 5, and 9 corresponding to aerodynamic diameters
of 0.042, 0.32, and 2.02 μm, respectively, are presented in Figure 21 a–c. Stage
1 contains PM from the fine mode, stage 5 from the intermediate mode, and
stage 9 from the coarse mode. The visible structures found on stages 1 and 5
cannot be considered as deposited aerosol particles since their physical
dimensions exceeded the corresponding geometric mean diameter (dae) of the
impactor stage. Instead, these structures were probably formed by impacting
particles. The structures on stage 5 are generally smaller than those on stage 1
and seem to contain particles of approximately the size of the corresponding
aerodynamic diameter of the impactor stage. Stage 9 had two different kinds of
structures: flaky and smooth pieces larger than the geometric mean diameter
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(dae) of that stage and irregular, smaller pieces of a size similar to the
geometric mean diameter of the impactor stage.

Figure 21. SEM images of PM with a magnification of 1700× collected on different LPI
stages corresponding to different geometric mean diameter (dae): a) stage 1 (0.04 μm), b)
stage 5 (0.32 μm),c) stage 9 (2.02 μm).

Evaluation of the individual modes
Fine mode
During gasification of biomass, fine and coarse PM, permanent gases, as well
as condensable organic and inorganic vapors will be formed and contained in
the hot product gas. As a sample of hot product gas is extracted and then
cooled in a dilution probe to approximately 500°C, inorganic vapors such as
alkali chlorides will condense. The condensed matter could either deposit on
the inner surface of the probe wall or form PM through nucleation and
condensation. As the aerosol sample is further cooled, various heavy tar
components might condense to form additional PM.
As shown in Figure 18 and Table 9, the PMC of the fine-mode particles were
substantially reduced by the primary TD, and then further reduced when
reheated in the secondary TD already at 200°C (case 4). This is a strong
indication that in cases 1 and 3, the PM was formed mainly from tars that had
nucleated and condensed in the sampling system.
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A detailed analysis of the particle number concentration at different positions
in the extraction- and sampling system (Article I)141 revealed that tars and
inorganic vapors probably formed PM as the gas was cooled in the adsorber
section of the primary TD. The formed particles acted as condensation nuclei
and grew through the condensation of heavy tars not captured by the primary
TD. As the particles were then heated in the secondary TD (cases 4 and 5), the
tar evaporated, shrinking the particles as indicated by the arrow in Figure 18.
At higher temperatures of the secondary denuder (cases 6 and 7), the inorganic
PM formed in the dilution probe eventually also evaporated. In case no
primary TD was used to remove tars, the high tar concentration combined with
the rapid cooling in the ejector diluter probably evoked tar nucleation, forming
large amounts of new tar particles downstream from the ejector diluter. The
ash-forming elements presented in Figure 20 made only a minor contribution
to the fine mode, as shown in Table 10. Potassium either could have formed a
chemical bond with chlorine and thus was present in the form of potassium
chloride or, as suggested by Hirohata et al.142, could have combined
chemically with the OH groups of carboxylic acids and phenols in watersoluble tar. Because sulfur was only found in substantial amounts together
with potassium it could have been present in the form of potassium sulfide as it
was also assumed by Hermansson et al.37. Since silicon, calcium, and iron
were not expected to volatilize to a great extent at temperatures of
approximately 800°C, their presence could be related to either contamination
of the sample or measurement uncertainties of the EDS instrument. An
alternative explanation is that coarse PM often contains many cavities and thus
has a smaller aerodynamic diameter in terms of Eq. 2. That is why silicon-,
calcium-, and iron-rich coarse PM could have been impacted on lower stages,
as found elsewhere143, 144. However, it was also reported that these elements
could volatilize to a certain extent even at temperatures as low as 800°C145.
The above discussion led to the conclusion that the representative SEM figure
of the fine mode (Figure 21 a) showed tar particles that had probably
accumulated on the impactor substrates to form larger structures.
Intermediate mode
The high carbon and oxygen contributions in the intermediate mode shown in
Table 10 were again assumed to be related to the presence of heavy primary tar
components. As in the fine mode, such tars were probably evaporated when
reheated in the secondary TD at 200°C (case 4), which would explain the
reduced PMC of the intermediate mode as shown in Figure 18 and Table 9.
The next noticeable change in PMC occurred at a secondary-TD temperature
of 700°C (case 6), implying the presence of inorganic PM. From Figure 20 it is
obvious that, in comparison with the fine mode, there was less silicon and
instead more potassium in the intermediate mode. It was assumed that most of
the potassium was in the form of potassium chloride or potassium hydroxide.
The presence of silicon was explained in a similar way as in the fine mode.
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From the above discussion, the representative SEM figure of the intermediate
mode (Figure 21 b) was assumed to be related to the presence of potassium
chlorides or potassium hydroxides that had nucleated during cooling in the
dilution probe.
Coarse mode
Figure 18 and Table 9 show that the PMC were halved if the primary TD was
used (case 3) compared with when it was bypassed (case 1). That was probably
a result of inertial losses in the primary TD, which become more severe with
increasing particle diameter. Otherwise, different temperatures in the
secondary TD displayed no significant influence on the PMC. Thus, it is
assumed that the coarse mode does not contain substantial amounts of volatile
matter, i.e., it represents the original PM from the gasifier. Slightly lower
PMCs at temperatures exceeding 750°C were related to the oxidation of char
particles. The EDS results presented in Figure 20 indicate that calcium, silicon,
phosphorus, and magnesium were the dominant elements in the coarse mode
(corresponding to impactor stages 7–10). This was expected, since these
elements represent some of the main ash-forming elements in the wood pellets
used. Silicon, calcium, and small amounts of phosphorous could, however,
also have been contained in the bed sand. As minor ash-forming elements iron
and manganese were found only in small amounts. The oxygen contained in
that mode, as shown in Table 10, is related to the presence of ashes. The
carbon could be related to not fully gasified char particles. Thus, the bright
pieces shown in the SEM figure for stage 9 (Figure 21 c) were probably related
to ash and bed particles, while the dark flaky ones, as concluded by Gustafsson
et al.143 were likely char particles. That is because light elements such as
carbon usually appear darker on SEM images in contrast to heavier elements
such as silicon or calcium.
In comparison with the fine and intermediate modes, the coarse mode
displayed a reverse behaviour regarding low and high steam supply. Whereas
in the fine and intermediate modes, the PMC (Figure 19 and Table 9) were
lower at the high steam-to-fuel ratio, it is the other way round in the coarse
mode. An explanation for PM with dae < 670 nm could have been an enhanced
steam reforming of tar components. Since the fluidization of the bed material
increased slightly if more steam was introduced, attrition forces could have led
to an increased output of fly ash, char, and bed material, which would then
explain the reverse behavior in the coarse mode. This is in agreement with
Yamazaki et al.32, who also found an increased yield of PM if the superficial
velocity of the gasifier was increased.
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4.1.2 Heavy tar characterization
Table 11 shows the tar concentrations in the hot product gas for the low steamto-fuel ratio as measured using the SPA method. Light aromatics such as
toluene, xylene, indene and styrene, light PAH compounds such as
naphthalene, fluorene, acenaphthylene, as well as PAH compounds with a
comparatively low vapor pressure (heavy tars) such as phenantrene,
anthracene, pyrene, chrysene, and fluoroanthene were contained in the hot
product gas. In addition, substantial amounts of unidentified tars were
quantified using the response factor of toluene.
Table 11. Tar concentrations (dry basis) in the hot product gas for the low steam-to-fuel
ratio case as measured using SPA. Tars are presented in ascending order in terms of
boiling points; toluene was used as a response factor for the unidentified tars.
Component
Benzene

[g m–3]
0.60

Component
1-Methylnaphtalene

[g m–3]
0.50

Toluene
m/p-Xylene
o-Xylene
Styrene
Methylstyrene 40
Methylstyrene 60
Phenol
2,3-benzo(b)furan
Indene
o-Cresol
m/p-Cresol
1,2-dihydronaphtalene
Naphthalene
2-Methylnaphtalene

0.54
0.11
0.05
0.64
0.14
0.10
1.98
0.36
1.81
0.06
0.26
0.01
5.18
0.78

Biphenyl
0.43
Acenaphtylene
1.34
Acenaphtene
0.10
Dibenzofuran
0.30
1-Naphtol
0.12
2-Naphtol
0.02
Fluorene
0.60
Xantene
0.02
Phenantrene
1.27
Anthracene
0.38
Fluoranthene
0.36
Pyrene
0.39
Chrysene/triphenylene0.23
Unidentified
7.59

Figure 22 shows the relationship between the dew point temperatures and
concentrations of a selection of the tar vapors from Table 11. In the same
figure (magnified window), the concentrations (enlarged symbols) of
phenanthrene, anthracene, fluoranthrene, and pyrene are shown after primary
and entire dilution, respectively, assuming no adsorption in the primary TD.
As shown in Figure 22, no condensation of these tars could be expected
upstream from the heating section of the primary TD, since minimum
temperatures in the probe are not below 200°C. In the adsorber section of the
primary TD, the aerosol was cooled further to room temperature (around 30°C)
as it flowed towards the adsorber outlet. Consequently, a stable solid phase of
unadsorbed heavy tars could have condensed onto the PM, which was enriched
in the fine mode. If no primary TD was used, the condensation would occur
downstream from the ejector diluter after the aerosol was further diluted
(entire dilution), as shown in Figure 22. Actually, the total mass concentration
of the fine mode as measured using the SMPS in case 1 (640 mg m–3), and
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shown in Table 9, was in the same order of magnitude as the sum of the
presumed (marked bold) condensing tars in Table 11, noting that the latter is
presented on a dry basis and for the low steam-to-fuel ratio which results in
slightly higher tar concentrations.

Figure 22. Calculated tar dew points based on the equilibrium vapor/liquid model of the
Energy Research Centre of the Netherlands (ECN)146 and dilution-corrected tar
concentrations (magnified window) assuming no tar adsorption in the primary TD. The
concentrations corrected for primary dilution present estimated concentrations near the
inlet (200°C) and downstream from the primary thermodenuder (30°C). The concentrations
corrected for the entire dilution present the corresponding estimated concentrations
downstream from the ejector diluter.

As discussed in the previous paragraph the fine particle mode is mainly formed
by heavy tars that had probably formed through homogeneous nucleation and
condensation on alkali nuclei. By controlling the condensation and nucleation
of heavy tar vapors present in the extracted aerosol, the fine-mode signal was
measured using an ELPI with a time resolution of approximately one second.
Figure 23 presents a sequence of mass concentrations in the fine mode (dae =
15–140 nm) as the secondary TD was bypassed (case 3) measured using the
ELPI together with corresponding mass concentrations in the same size range
as determined using the SMPS. As shown in Figure 23, the results from the
ELPI were comparable to those obtained using the SMPS.
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Since it is difficult to measure tars heavier than coronene using a standard GC
instrument the presented PM sampling and conditioning system in
combination with the SMPS or ELPI could provide an alternative to monitor
heavy tars semi-online or online, respectively.

Figure 23. Mass concentration in the fine mode at the high steam-to-fuel ratio bypassing
the secondary TD (case 3) as measured using the ELPI and SMPS.

4.2 Tar conversion in the HT-filter setup (Article II)
4.2.1 Steam gasification of char particles
Char gasification and tar reforming are concurrent processes that are
considered to interact during biomass gasification. Investigating the steam
gasification characteristics in the absence of tars (i.e., benzene) made it easier
to interpret the results when char particles and benzene came into contact
(section 4.2.2 and 4.2.3). Figure 24 shows the concentrations of CO, CO2, and
H2 as well as the estimated char conversion during the steam gasification of
approximately 0.3 g of PC or AC at 900 °C. In general, the CO, CO2, and H2
concentrations decreased at higher gas flow rates. This was explained by
enhanced dilution of the released gases. The CO:CO2 ratio was generally lower
at higher gas flow rates which was assumed to be caused by less carbon
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available for the gas-phase reactions downstream from the HT filter, which
shifted the equilibrium towards CO2 at those temperatures.

Figure 24. CO, CO2, and H2 concentrations and char conversions during steam gasification
of 0.3 g char at gas flow rates of 0.25 slpm (Q2), 0.8 slpm (Q1), and 2 slpm (Q0) at 900°C
using (a) AC and (b) PC.

After steam gasifying both chars for 15 min at 900°C, approximately 50% of
the activated carbon and 90% of the pine char were converted, indicating that
the pine char was more reactive than the activated carbon. The gasification rate
of both chars increased with the gas flow rate and decreased with time, i.e.
increasing char conversion. The decline of the gasification rate for pine char
was more severe than that for the activated carbon. The difference in
gasification behavior was assumed to be due to the different morphological
structures of the two chars, which were reportedly influenced by different
pyrolysis conditions16, 19, 147 and by the amounts and composition of inorganic
matter148.

4.2.2 Tar decomposition using batches of char particles
This section presents the results of benzene conversion in steam over batches
of char particles deposited in the HT filter at 750–900°C. Low (6 g Nm–3) and
high (12 g Nm–3) benzene concentrations were used to investigate the
performance of the AC and PC. The concentrations of CO, CO2, and H2 as
well as the benzene conversions at 900°C are presented in Figure 25 as
functions of time using different gas flow rates and benzene concentrations.
The data presented in Figure 25 a and b illustrate typical raw data sets,
repeated for different temperatures and char deposition times to establish the
influence of the char mass and temperature on the benzene conversion, as
presented in Figure 26 and Figure 27.
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Figure 25. CO, CO2, and H2 concentrations and benzene conversions at gas flow rates of
0.25 slpm (Q2), 0.8 slpm (Q1), and 2 slpm (Q0) and at high (HB) and low (LB) benzene
concentrations using 0.3 g of (a) AC and (b) PC at 900°C (the dashed and pointed lines
(vertical) indicate the changes in benzene concentration and gas flow rate, respectively.

The benzene conversions for both char types dropped as the gas flow rate was
increased. This was assumed to be due to shorter gas residence times and thus
shorter contact times between the benzene and char. The faster decrease in
benzene conversion at 900°C when using the pine char rather than the
activated carbon particles was probably related to the faster consumption of
the pine char.
A change from high to low benzene concentrations at a gas flow rate of Q2
slightly decreased the H2 concentrations. Decreasing the benzene
concentration, however, had no apparent influence on the CO and CO2
concentrations. This behaviour could indicate that benzene might have been
converted to heavier hydrocarbons not detected by the gas analysis instruments
or had been decomposed over the char into hydrogen and solid carbon (coke)
as suggested by Hosokai et al.130
Figure 25 a and b indicate that the activated carbon and the pine char still
converted benzene after more than 30 and 20 min, respectively. However, the
results of the pure steam gasification of both chars (Figure 24 a and b)
indicated the almost complete conversion of both chars after these lengths of
time. This would indicate that the simultaneous conversion of benzene slowed
the gasification reactions due to the deposition of coke on the char surfaces.
Generally, the reactivity of coke is reportedly lower than that of the original
char.133
Figure 26 shows the effect of temperature on the average benzene conversion
values. The experiments demonstrate that the benzene conversion increased
with increasing temperature using AC and PC. This was related to an increased
rate of reaction between benzene and char at higher temperatures. The
activated carbon particles generally resulted in slightly higher benzene
conversions than did the pine char particles. This was similar to findings
reported by others who investigated the catalytic decomposition of
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naphthalene131 and benzene149 using beds of non-activated or activated spruce
char and compared those results with those obtained using commercially
available activated carbon; these authors reported that the commercially
available activated carbon and activated char catalysts had a higher BETsurface area and resulted in significantly higher tar conversions than did the
non-activated char catalysts. For the same reasons, it could be concluded in the
present study that the activated carbon particles resulted in higher benzene
conversions than did the non-activated pine char particles. The specific surface
area of the activated carbon used here was reportedly 950–1200 m2 g–1.150, 151

Figure 26. Average initial (t = 0) benzene conversions at high (HB) and low (LB) benzene
concentrations at different temperatures using 0.3 g of activated carbon (A.C.) and pine
char (PC) particles at a gas flow rate of Q2 (0.25 slpm).

Figure 27 shows the effects of deposited char mass and benzene concentration
on the benzene conversion. Reducing the char mass from 0.3 to 0.03 g lowered
the benzene conversion by a factor of approximately two to three for both
chars. If the mass of the char particles was further reduced to approximately
0.003 g, no benzene was converted. The decrease in benzene conversion when
using less char was interpreted as an effect of reduced weight time, τ, defined
as the ratio between the deposited amount of char and the gas flow rate. A
reduced char mass will reduce the ratio between the char surface area available
for coking and the mass flow rate of benzene. At a char mass of 0.03 g, the
pine char appeared to be slightly more active than was the activated carbon.
However, small differences in benzene conversion between both char types
could also have been caused by uncertainty regarding the deposited char mass,
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given the extremely small amounts of char used. Generally, the benzene
conversions for both chars seemed slightly higher at the low benzene
concentrations, possibly because of a decreased ratio between the benzene
mass flow rate and the char mass at lower benzene concentrations.

Figure 27. Average benzene conversions at high (HB) and low (LB) benzene concentrations
and with different amounts of char at 900°C using activated carbon (A.C.) or pine char
(PC) particles at a gas flow rate of Q2 (0.25 slpm).

4.2.3 Tar decomposition during continuous char feed
Activated carbon particles were continuously supplied to the HT filter together
with steam at a temperature of 1000°C. The concentrations of H2, CO, CO2,
and benzene as well as the pressure drop are presented in Figure 28. The
stabilized gas concentrations and pressure drop reached after approximately 58
min were assumed to indicate steady-state char gasification conditions. The
benzene supply from 58 to 108 min resulted in a continuous increase in the
CO, H2, and CO2 concentrations and in the pressure drop until they again
reached steady-state conditions after approximately 100 min. One explanation
for the increase in pressure drop might be an increased accumulation of char in
the HT filter due to a decreased char gasification rate when benzene was fed.
Coke formation on the char and thus blockage of the HT filter could also partly
explain the increase in pressure drop. Coll et al.,152 who investigated the
tendency for coking on commercial nickel catalysts during the steam
reforming of various aromatic model tar compounds, also correlated the
increasing pressure drop in the catalytic bed to the formation of solid carbon.
The increased H2, CO, and CO2 concentrations might thus be related to the
gasification of the additional formed coke. In general, coke deposition
reportedly causes micropore loss and thus deactivates the char. However, in
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the present experiments, the deactivated and gasified chars were continuously
replaced with fresh char, preventing the benzene conversion from decreasing.
Stopping the benzene feed (t = 108 min) resulted in a gradual decline in the
CO, CO2, and H2 concentrations and in the pressure drop. By the end of the
experiment (t >120 min), steady-state conditions were indicated, implying that
the potentially formed coke had been gasified.

Figure 28. CO, CO2, H2, and C6H6 concentrations and pressure drop as functions of time
while continuously feeding A.C. with steam at 1000°C. Benzene inlet gas concentration,
4300 ppm; gas flow rate, 2 slpm.

4.3 Tar conversion in the Al2O3-bed setup (Article
III and IV)
4.3.1 Char build-up phase
Figure 29 shows the experimentally determined char mass in the packed
bed as calculated according to Eq. 18 and the char mass as calculated with
Eq. 24 when steam was used as the gasification medium. Char reactivities
from Eq. 24 were fitted to match the experimental char masses and are
reported in Table 12.
Table 12. Experimentally determined char reactivities rchar (s-1) for the O-char using 13.5 %
steam as used in Eq. 24.
Temperature [℃]

r𝑐𝑐ℎ𝑎𝑎𝑎𝑎 [𝑠𝑠 −1 ]

950
0.0051

1050
0.0143
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The reported char reactivities using steam as reported in this study might be
lower compared to values found by others since in a previous study char
reaction rates were reported to be slowed down in presence of benzene.153 The
calculated as well as experimentally determined steady-state char masses were
both lower at higher temperatures due to enhanced char reactivities as shown
in Table 12.

Figure 29. Calculated (curves) and experimental (markers) char mass in the packed bed
supplying 8 g Nm-3 O-char, using 13.5 % steam.

When CO2 was used as gasification medium it was not possible to determine
the char gasification rate 𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑔𝑔𝑔𝑔𝑔𝑔 (𝑡𝑡) using Eq. 16 and therefore to establish
the experimental char mass in the packed bed with Eq. 18. In literature CO2
gasification rates were however reported lower compared to those for
𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠
steam.148, 154 Therefore, in this study the steady-state char mass (𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎 ) in
the packed bed was estimated higher using CO2 compared to steam.

4.3.2 Influence of the gasification medium
Figure 30 shows the benzene conversions for the O-char at (a) 900°C and (b)
1100°C using low (13.5 vol.%) and high (27 vol.%) steam concentrations; the
results for AHC are not presented because they are similar. Note that Figure 30
does not cover the initial char build-up phase or the final char gasification
phase. As obvious from Figure 30, at both temperatures, increasing the steam
concentration led to a slightly higher CO2 and slightly lower CO concentration,
related to a more pronounced water–gas-shift reaction. The H2 concentration
did not change substantially at higher steam concentrations because the H2
concentration was determined mainly by the steady-state char gasification,
which did not change in the long term with increasing steam concentrations.
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Increasing the steam concentration led to a decrease in the benzene conversion
at 900°C and 1100°C. At 900°C, the benzene conversion declined from 18% to
12% as the steam concentration increased from 13.5 vol.% to 27 vol.%.
Increasing the steam concentration at 1100°C lowered the benzene conversion
from approximately 55% to 25%. The lower benzene conversions at higher
steam concentrations were explained by the establishment of a new steady
𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠
state with less char (𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎 ) in the packed bed. In the transient period
between both steady states, the amount of char in the packed bed was reduced
by the accelerated gasification reaction, indicated by the blue curve in the
figure.

Figure 30. Steam, CO, CO2, and H2 concentrations and benzene conversion using O-Char
at (a) 900°C and (b) 1100°C at low (13.5 vol.%) and high (27 vol.%) steam concentrations.
The blue curves in the rectangles represent the supplied char concentration (𝐶𝐶𝐶𝑎𝑎𝑎𝑎𝑖𝑖𝑖𝑖 ) plus
the additionally gasified char during the transient conditions between the steady states.
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Figure 31 shows a typical experimental set of data used to evaluate the
influence of the gasification medium. After stabilizing the CO2 and benzene
concentration at the respective temperature (here exemplary shown for
1050°C) char was continuously fed (t=0) and the steady-state benzene
conversions and corresponding gas concentrations before and after (t=17 min)
the gasification medium was switched from CO2 to steam were recorded. The
benzene conversion was lower when steam was used as a gasification medium
compared to CO2. This was explained by the establishment of a smaller
𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠
steady-state char mass (𝑚𝑚𝑐𝑐ℎ𝑎𝑎𝑎𝑎 ) in the presence of steam compared to CO2 as
explained in the previous section. Changing the gasification medium from
steam to CO2 (or CO2 to steam) at 950°C also led to a higher (or lower)
benzene conversion, respectively (results not presented here). The lower
supplied benzene concentrations using CO2 compared to steam (see Figure 17)
were not assumed to have a major effect on the benzene conversions as shown
in a previous study.153

Figure 31. Benzene conversion and gas concentrations at 1050℃ supplying approx. 8 g
Nm-3 O-char, 13.5 vol. % steam or 13.5 vol. % CO2 and benzene.

It has been reported130 that in the absence of a gasifying medium, char will be
deactivated due to coke formation. It was therefore of interest to investigate
whether this would also be the case if fresh char particles were supplied
continuously. Figure 32 shows the CO, CO2, and H2 concentrations and
benzene conversions in the absence of steam.
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Figure 32. CO, CO2, and H2 concentrations and benzene conversion at 900°C using (a)
AHC or (b) O-char in the absence of steam. The supplied char concentration was
approximately 10 g Nm–3.

Since no steady state of the char gasification is expected without steam, data
are shown from the point of initiating the char feeding. When AHC (Figure 32
a) was used, the benzene conversion initially increased for approximately 8
min until it reached 40%, after which it remained constant, even though the
amount of char in the bed was expected to increase continuously. It has been
reported126, 149 that coke formed during the conversion of aromatics might
deactivate the char in the absence of steam. The behavior shown in Figure 32 a
is probably because the char continuously collecting in the bed gradually
became deactivated until the deactivated char and the supply of fresh char
were finally balanced, leading to a constant benzene conversion. In contrast to
the high conversion when using AHC, almost no benzene conversion (<5%)
was observed for the O-char (Figure 32 b). This might be because AHC was
activated before the experiments, whereas the O-char contributes to benzene
conversion only after being activated by steam, as is the case for the results
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shown in Figure 30. This is in line with the findings of Nestler et al.131 who
reported that CO2-activated char samples had a higher microporous surface
area and thus showed higher naphthalene decomposition activity than did nonactivated char.

4.3.3 Influence of the temperature
Figure 33 a and b show the steady-state benzene conversions and gas
concentrations including the initial char build-up phase supplying O-char,
steam and benzene at 950 and 1050°C, respectively.

Figure 33. Steady-state experiments including the char build-up phase at a) 950 ℃ and b)
1050°C using 13.5 vol. % steam, 6.5 g Nm-3 benzene and approx. 8 g Nm-3 O-char.

The grey shaded area in Figure 33 a and b could be related to the
experimentally determined char mass in the packed bed calculated with Eq. 18
and presented in Figure 29. The time needed to reach steady-state (𝑡𝑡𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠𝑠 ) at
950 and 1050°C as shown in Figure 29 corresponds to the time the benzene
conversion stabilizes as shown in Figure 33 a and b, respectively. This shows
the correlation between accumulated char mass in the packed bed and benzene
conversion. The steady-state benzene conversion at 950°C is slightly higher
compared to 1050°C. The different benzene conversions at different
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temperatures at a certain char concentration are due to the combined effect of
the accumulated char mass in the packed bed and the rate constant for the
benzene conversion. Higher temperatures will lower the char mass in the bed
(Figure 29) but increase the specific benzene conversion rate, and from Figure
33 it seems that in the 900–1100°C temperature range, the combined effect is
to lower benzene conversions at higher temperatures.

4.3.4 Influence of the weight time and char concentration
In this section results from a large number of experiments are compiled and
the benzene conversion and corresponding correlation to the weight time (τ) is
presented. The results include results for the Fe- and K doped chars. Similar to
the experiments as presented in the previous sections using the O-char (Figure
31), steady-state benzene conversion tests using iron- and potassium doped
chars were performed. Additional to the steady-state experiments data from
non steady-state experiments were included and compiled to establish a
general model for the benzene conversion in the experimental system used.
Figure 34 presents the benzene conversions using the O-char, Fe-char and Kchar as a function of the weight time at 600–1050°C using steam or CO2.

Figure 34. Benzene conversion as a function of the weight time using the O-char, K-char
and Fe-char using (a) CO2 and (b) steam. The graphs represent the fitted benzene
conversions as calculated in accordance to Eq. 21.
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The benzene conversions were generally higher using CO2 as gasification
medium compared to steam. The relative difference of the benzene
conversion between CO2 and steam became more obvious at temperatures
exceeding 850°C. This is in line with findings by Simell et al.155 who
showed that dry reforming reactions of toluene became thermodynamically
more favorable than steam reforming reactions at temperatures above
830°C.
The Fe-char did not show an improved benzene conversion activity compared
to the O-char at any temperature. A possible explanation might be that the iron
was inactive, i.e. present as iron oxide. According to Nordgreen et al.156 it
needed to be reduced to elemental iron generating the actual catalytically
active metallic iron. Another explanation might be the relatively low iron
content of the char compared to other studies. The K-char did not show an
effect on the benzene conversion either. On explanation might be a too low
potassium concentration of the char to show a pronounced catalytic effect.
Another explanation might be enhanced char sintering due to the increased
alkali metal content of the char which might have destroyed the pore structure
of the char.157 An alternative explanation why Fe as well as K did not improve
the benzene conversion might be that the benzene is not converted catalytically
but mainly via coke formation.
As described in section 3.4.3 a first-order kinetic approach (Eq. 21) was
applied to describe the reaction rate of benzene over the three chars employed.
In Table 13 the apparent rate constants k are presented for CO2 and steam that
best fit the experimental data for the benzene conversions. The experimentally
determined benzene conversions and the benzene conversions as calculated
with the rate constants reported in Table 13 are plotted in Figure 34 (kin).
Since the specific benzene conversion of the potassium- and iron doped chars
was not changed the same rate constant was used in Eq. 21 for all three chars.
The experimentally determined benzene conversions increased with increasing
weight time at all investigated temperatures and for all three chars. The fitted
graph at 850°C using CO2 indicates that at weight times exceeding 4.5 × 10–3
kg h m–3, more than 95% of the benzene might be converted. Graphs of the
benzene conversion at 600 and 750°C are not shown here since the
experimentally determined benzene conversion were too low to allow for such
kind of estimation.
Table 13. Estimates of the apparent Rate Constant, k, for the O-char, Fe-char and K-char.
Gasification medium
Temperature [°C]
k [m3 kg–1 h–1]
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Steam Steam Steam CO2
850
950
1050 850
550
2400 4000 650

CO2
950
3000

CO2
1050
6000

Figure 35 shows the benzene conversions and the corresponding char
concentrations (𝐶𝐶ℎ𝑎𝑎𝑎𝑎𝑖𝑖𝑖𝑖 ) at 950, 1000 and 1050°CǤ Only the data from steadystate conditions are included and consequently results for temperatures
between 600-850℃ were not presented.

Figure 35. Benzene conversion as a function of the char feeding rate at different
temperatures using a) 13.5 vol. % steam and b) 13.5 vol. % CO2.

In general all three chars showed slightly higher benzene conversions at 950°C
compared to 1050°C at similar char concentrations. As discussed in section
4.3.3, this can be explained by the combined effect of the char reactivity and
reaction rate of the tar conversion. Using CO2 compared to steam led to
increased benzene conversions at similar char concentrations. As discussed in
section 4.3.1 this can be explained partly due to the comparatively slower char
gasification rate of the char using CO2 and thus higher char mass in the packed
bed. Furthermore the benzene conversion rate was enhanced in the presence of
CO2 compared to steam as shown in Table 13. The benzene conversions of the
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Fe- as well as the K-char were smaller compared to the O-char at similar char
concentrations. Since iron as well as potassium are known to increase the char
reactivity17, 158 the reduced benzene conversions of the Fe- and K-char were
related to their reduced mass in the packed bed. The experimental data were
used to fit Eq. 22. Values of t' for the O-char using steam and CO2 at 950 and
1050°C are reported in Table 14. Since the results for 950 and 1000°C are very
close a common t' was used for both temperatures. The t' value for the K- and
Fe-char could not be established due to the limited dataset. However, initial
data indicate lower t' values which is due to the enhanced char gasification
rates for both chars. Note that the t'-value might change with the type of
experimental setup.
Table 14. t' values fitted to Eq. 22 for the O-char using steam and CO2.
Gasification medium
Temperature [°C]
𝑡𝑡′ [h]
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CO2
950
0.077

CO2
1050
0.011

H2O
950
0.029

H2O
1050
0.006

5. Conclusions
PM, as well as condensable organic (i.e. tars) and inorganic compounds
formed as contaminants in an atmospheric indirect BFB gasifier at two
different steam-to-fuel ratios were characterized using wood pellets as fuel.
The fine mode (15 < dae < 140 nm) mainly contained heavy tars that had
probably formed through homogeneous nucleation and condensation on alkali
nuclei in the adsorption section of the primary TD. The intermediate mode
(140 < dae < 670 nm) was assumed to be a mixture consisting of original PM
from the gasifier, condensed potassium chlorides, and tars. The third mode (dae
> 670 nm) probably represented the original PM from the gasifier, which
comprised ashes, bed material, and char fragments. At the higher steam-to-fuel
ratio, tar components seem to be reduced and more coarse-mode particles
emitted compared to the low steam case. A modified version of the particle
measurement system used displayed the potential as an online monitoring tool
for heavy tars.
The tar conversion performance of continuously supplied and finely dispersed
char particles within an HT filter and an Al2O3 bed were tested experimentally
using benzene as the model tar. The influence of relevant operational
parameters (i.e. temperature, gas flow rates, char mass, char and benzene
concentrations and gasification medium) were tested with respect to their
influence on the benzene conversion. Increasing the ratio of the char mass and
gas flow rate (also referred to as char weight time) enhanced the benzene
conversion. This was accomplished by increasing the supplied char
concentrations, reducing the gas flow rates or slowing the char gasification
reactions. The latter was achieved by lowering the steam concentrations or
changing the gasification medium from steam to CO2. Char-gasification
reactions were also slowed in the presence of benzene. Increasing the
temperature of the Al2O3 bed not only raised the char gasification rate and thus
reduced the char weight time but also led to higher apparent rate constants of
the benzene conversion. However, in the 900−1100°C temperature range, the
combined effect was to lower benzene conversions at higher temperatures. The
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apparent rate constant of the benzene conversion was slightly higher when
CO2 rather than steam was used as the gasification medium. Increasing the
benzene concentration slightly reduced the benzene conversion.
The influence of the char type on the benzene conversion was investigated as
well. Activated carbon pellets displayed higher benzene conversions than did a
pine wood char, which was related to the higher specific surface area of the
activated carbon pellets. In contrast to a commercially available barbeque
charcoal made from broadleaf wood, steam-activated woody charcoal
converted benzene even in the absence of steam. This was probably due to the
earlier steam activation of the woody charcoal and thus higher microporous
surface area than that of the barbeque charcoal. Doping the woody barbeque
charcoal with approximately 0.7 wt.% iron or 2 wt.% potassium did not
improve the specific benzene conversion of the char. The doping increased the
char gasification rate, however, leaving less char in the packed alumina bed
and, thus leading to overall lower benzene conversions.
The findings highlight the importance of considering the joint effect of the tarconversion rate and char-gasification rate on the overall tar conversion if, for
example, an Al2O3 bed is intended to be used as a tar pre-reformer downstream
from a biomass gasifier. On one hand it is important to keep the temperature of
the pre-reformer well above 750°C in the presence of a gasification medium to
achieve significant benzene conversions and avoid char deactivation. On the
other hand, however, for the woody chars investigated in this study
temperatures exceeding 1000°C and steam concentrations higher than 15
vol.% led to reduced benzene conversions due to enhanced char-gasification
reactions.
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Future work
If the presented aerosol sampling and characterization system is intended to
characterize PM from FB gasifiers, the incomplete adsorption of
heavy/primary tar compounds and thus the formation of PM in the
measurement system are problematic. High tar concentrations and the
relatively high polarity of primary tar components might reduce the adsorption
efficiency of the activated charcoal in the primary TD.


A more detailed study of the thermodenuder settings (e.g.
temperature, required residence time, and activated carbon type)
might improve the tar-adsorption performance.

If the aerosol sampling and characterization system is intended to be used as a
tool suitable for continuous heavy/primary tar monitoring at an industrial
scale, the following measures are suggested:



Losses of particles with a dae < 1 µm in the actually installed PM
measurement system should be quantified.
Laboratory tests using model tar compounds might be used to validate
the system.

Regarding the tar-conversion experiments using char aerosol particles, the
following things can be investigated in more detail in future:


The accuracy of the supplied char concentration and char mass inside
the packed bed might be improved through the use of a scale
connected to the char aerosol generator or reactor.



Since it was found that the char-gasification rate slowed in the
presence of benzene, more detailed investigation of how tar
decomposition influences the gasification rates of different woody
chars in the presence of various tar compounds would be of interest.
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Steady-state benzene conversion in the Al2O3 bed at temperatures <
900°C and char concentrations > 10 g Nm–3 could not be investigated
since the bed was blocked before reaching steady-state conditions.
Fluidization of the bed would overcome this problem and enable
investigation of potential temperature optima with respect to the tar
conversion.



Coke formed from decomposed tars that build up in the bed might
complicate continuous operation of the experimental system. It would
therefore be of interest to investigate the tar decomposition in the
presence of an oxidizing agent (i.e. air or O2) that would oxidize the
coke.



Testing the Al2O3 bed downstream from an industrial biomass gasifier
would be of interest since the more complex tar composition
(including heavy tars) and different gas compounds (e.g. H2, CO, CH4,
CxHy, and H2S) of the product gas will change the tar conversions as
well as the char kinetics. Furthermore the tar decomposition efficiency
of the char with respect to specific tar compounds could be
investigated.

Acknowledgements
I want to express my sincere gratitude to my supervisor Michael Strand. Your
genuine openness to scientific (as well as personal) discussions as well as
support in the laboratory and in the plant made this thesis possible. I gained so
much knowledge and experience during my almost five years in Sweden due
to your positive influence as a role model.
To my co-supervisor and close friend Leteng Lin; thank you. You were the
first person to give me a warm welcome to Sweden, introducing me to your
whole family as a matter of course and always keeping the door open for me
for any kind of discussion.
To my close friend Narges Razmjoo: We spent nearly every day together for
the last three years. During this time you always gave me hope and cheered me
up when I needed it most and for that I am enormously grateful.
I wish to express my appreciation to all my many colleagues at Linnaeus
University. You all created a very comfortable working atmosphere that made
work much easier for me.
To my whole family: I thank all of you for your support and for bearing with
me! You brought me back on track during times when I was lost.
Special acknowledgments go to my mother and my friend Reinhard for their
generous hospitality and cheerful discussions.
Financial support via Svenskt Förgasningscentrum (the Swedish gasification
centre) and Energimyndigheten (the Swedish Energy Agency) is gratefully
acknowledged.
I will never forget my time in Växjö which became and always will be my
second home!

83

Articles not included in the thesis
Journal articles
Yang, J.; Lin, L.; Morgalla, M.; Gebremedhin, A.; Strand, M. HighTemperature Characterization of Inorganic Particles and Vapors in a
Circulating Fluidized Bed Boiler Cofiring Wood and Rubber Waste. Energy &
Fuels 2015, 29, (2), 863-871.
Razmjoo, N.; Hermansson S.; Morgalla M.; Strand M. Study of the transient
release of water vapor from a fuel bed of wet biomass in a reciprocating-grate
furnace. Submitted to Journal of the Energy Institute.

Conference articles
Morgalla, M.; Lin, L.; Strand, M. Characterization Of Particulate Matter In
Biomass Gasification. Proceedings of the 23rd European Biomass Conference
and Exhibition, Vienna, Austria, 2015; 664–667.
Lin, L.; Morgalla, M.; Strand, M. Study on char fragmentation during biomass
gasification in bubbling fluidized bed. Proceedings of the 23rd European
Biomass Conference and Exhibition, Vienna, Austria, 2015; 652–655.

84

85

References
1. Eurostat, Smarter, Greener, more inclusive ? Indicators to support the Europe
2020 Strategy., http://ec.europa.eu/eurostat (last accessed 17.08.2017),
2. Pelkonen, P.; Hakkila, P.; Karjalainen, T.; Schlamadinger, B., Woody biomass as
an energy source - Challenges in Europe. In EFI proceedings No. 39, Joensum,
Finland, 2000.
3. Directive 2009/28/ec of the european parliament and of the council on the
promotion of the use of energy from renewable sources and amending and
subsequently repealing Directives 2001/77/EC and 2003/30/EC. In.
4. Demirbas, A. Prog. Energy Combust. Sci. 2004, 30, (2), 219-230.
5. Shafizadeh, F. J. Anal. Appl. Pyrolysis 1982, 3, (4), 283-305.
6. Telmo, C.; Lousada, J.; Moreira, N. Bioresour. Technol. 2010, 101, (11), 38083815.
7. Alakangas, E. Properties of wood fuels used in Finland - BIOSOUTH-project;
Project report PRO2/P2030/05 (Project C5SU00800); European ComissionIntilligent Energy Europe Programme: Jyväskylä, 2005.
8. Knoef, H. A. M., Handbook biomass gasification. BTG Biomass Technology
Group: Netherlands, 2005.
9. Higman, C.; van der Burgt, M., Chapter 2 - The Thermodynamics of Gasification.
In Gasification, Gulf Professional Publishing: Burlington, 2003; pp 9-28.
10. Gómez-Barea, A.; Leckner, B. Prog. Energy Combust. Sci. 2010, 36, (4), 444509.
11. Rauch, R. Biomass gasification to produce synthesis gas for fuels and chemicals;
IEA Bioenergy Agreement, Task 33: Thermal Gasification of Biomass: 2003.
12. Henriksen, U.; Ahrenfeldt, J.; Jensen, T. K.; Gøbel, B.; Bentzen, J. D.; Hindsgaul,
C.; Sørensen, L. H. Energy 2006, 31, (10–11), 1542-1553.
13. Milne, T. A.; Evans, R. J.; Abatzoglou, N. Biomass gasifier tars: Their nature,
formation and conversion; NREL/TP-570-25357; National Renewable Energy
Laboratory (NREL): Golden (Colorado), 1998.
14. Meehan, P. M. Investigations into the fate and behavior of selected inorganic
compounds during biomass gasification. Master thesis, Iowa State university,
Ames, Iowa, 2009, Graduate Thesis and Dissertations. Paper 10713.
15. Lin, L. Char conversion kinetics and aerosol characterization in biomass
gasification. Doctoral thesis, Linnaeus university, Växjö, 2013.
16. Lin, L.; Strand, M. Energy Fuels 2014, 28, (1), 607-613.
17. Furimsky, E.; Sears, P.; Suzuki, T. Energy Fuels 1988, 2, (5), 634-639.

86

18. Nzihou, A.; Stanmore, B.; Sharrock, P. Energy 2013, 58, (Supplement C), 305317.
19. Lin, L.; Strand, M. Applied Energy 2013, 109, (0), 220-228.
20. Energy research Centre of the Netherlands (ECN), Phyllis classification.
https://www.ecn.nl/phyllis2/Browse/Standard/ECN-Phyllis (last accessed
16.06.17),
21. Zeng, K.; Minh, D. P.; Gauthier, D.; Weiss-Hortala, E.; Nzihou, A.; Flamant, G.
Bioresour. Technol. 2015, 182, 114-9.
22. Fu, P.; Hu, S.; Xiang, J.; Sun, L.; Su, S.; Wang, J. J. Anal. Appl. Pyrolysis 2012,
98, (Supplement C), 177-183.
23. Cetin, E.; Gupta, R.; Moghtaderi, B. Fuel 2005, 84, (10), 1328-1334.
24. Cetin, E.; Moghtaderi, B.; Gupta, R.; Wall, T. F. Fuel 2004, 83, (16), 2139-2150.
25. Hinds, W. C., Aerosol Technology: Properties, Behavior, and measurement of
airborne particles. John Wiley & Sons, Inc.: New York, 1999; Vol. 2.
26. Kulkarni, P.; Baron, P. A.; Willeke, K., Introduction to Aerosol Characterization.
In Aerosol Measurement, John Wiley & Sons, Inc.: 2011; pp 1-13.
27. Ensor, D. S.; Marie Dixon, A., Aerosol Measurements in Cleanrooms. In Aerosol
Measurement, John Wiley & Sons, Inc.: 2011; pp 771-784.
28. Gustafsson, E. Characterization of particulate matter from atmospheric fluidized
bed biomass gasifiers. Ph.D. thesis, Linnaeus university, Växjö, Sweden, 2011.
29. Kulkarni, P.; Baron, P. A.; Willeke, K., Aerosol Measurement: Principles,
Techniques, and Applications. John WWiley & Sons, Inc.: Hoboken, New Jersey,
2011.
30. Comité Européen de Normalisation (CEN). Biomass gasification – Tar and
particles in product gases – Sampling and analysis. CEN/TS 15439:2006, CEN,
Brussels, 2006.
31. Gabra, M.; Pettersson, E.; Backman, R.; Kjellström, B. Biomass Bioenergy 2001,
21, (5), 351-369.
32. Yamazaki, T.; Kozu, H.; Yamagata, S.; Murao, N.; Ohta, S.; Shiya, S.; Ohba, T.
Energy Fuels 2005, 19, (3), 1186-1191.
33. Abatzoglou, N.; Barker, N.; Hasler, P.; Knoef, H. Biomass Bioenergy 2000, 18,
(1), 5-17.
34. Hasler, P.; Nussbaumer, T., Particle Size Distribution of the Fly Ash from
Biomass Gasification. In Proceedings of Biomass for Energy and Industry, 10th
European Conference and Technology Exhibition, Würzburg, Germany, 1998; pp
pp. 1623 – 1625.
35. Nat, K. V.; Siedlecki, M.; de Jong, W.; Woudstra, N.; Verkooijen, A. H. M.,
Particle size characterization of particles present in the producer gas of a steam
and oxygen blown biomass circulating fluidized bed gasifier. In Proceedings of
the 14th european biomass conference and technology exhibition: Biomass for
energy, industry and climate protection, Paris, France, 2005; pp pp. 642-645.
36. Impactor measurements in tar laden hot raw gas for biomass gasifiers, Poster
Session
37. Hermansson, S.; Hjörnhede, A.; Seemann, M. Particulate matter in the product
gas from indirect biomass gasification; 2013:275; Svenskt Gastekniskt Center
AB: Malmö, Sweden, 2013.
38. Jiménez, S.; Ballester, J. Aerosol Sci. Technol. 2005, 39, (9), 811-821.

87

39. Wiinikka, H.; Gebart, R.; Boman, C.; Boström, D.; Nordin, A.; Öhman, M.
Combust. Flame 2006, 147, (4), 278-293.
40. Sippula, O.; Koponen, T.; Jokiniemi, J. Aerosol Sci. Technol. 2012, 46, (10),
1151-1162.
41. Strand, M.; Bohgard, M.; Swietlicki, E.; Gharibi, A.; Sanati, M. Aerosol Sci.
Technol. 2004, 38, (8), 757-765.
42. Kuuluvainen, H.; Karjalainen, P.; Bajamundi, C. J. E.; Maunula, J.; Vainikka, P.;
Roppo, J.; Keskinen, J.; Rönkkö, T. Fuel 2015, 139, (0), 144-153.
43. Sippula, O.; Lind, T.; Jokiniemi, J. Fuel 2008, 87, (12), 2425-2436.
44. Jiménez, S.; Ballester, J. Aerosol Sci. Technol. 2004, 38, (7), 707-723.
45. Gustafsson, E.; Strand, M. Energy Fuels 2010, 24, (3), 2042-2051.
46. Gustafsson, E.; Lin, L.; Strand, M. Biomass Bioenergy 2011, 35, (Supplement 1),
S71-S78.
47. Kurkela, E.; Ståhlberg, P. Fuel Process. Technol. 1992, 31, (1), 1-21.
48. Evans, R. J.; Milne, T. A. An Atlas of Pyrolysis-Mass Spectrograms for Selected
Pyrolysis Oils; Solar Energy Research Institute: Golden (Colorado), 1987.
49. Hosoya, T.; Kawamoto, H.; Saka, S. J. Anal. Appl. Pyrolysis 2008, 83, (1), 71-77.
50. Egsgaard, H.; Larsen, E., Thermal transformation of light tar - Specific routes to
aromatic aldehydes and PAH. In James and James: 2001; pp 1468-1471.
51. Frenklach, M.; Wang, H., Detailed Mechanism and Modeling of Soot Particle
Formation. In Soot Formation in Combustion: Mechanisms and Models,
Bockhorn, H., Ed. Springer Berlin Heidelberg: Berlin, Heidelberg, 1994; pp 165192.
52. Morf, P.; Hasler, P.; Nussbaumer, T. Fuel 2002, 81, (7), 843-853.
53. Brage, C.; Yu, Q.; Chen, G.; Sjöström, K. Fuel 1997, 76, (2), 137-142.
54. Ahmadi, M.; Knoef, H.; Van de Beld, B.; Liliedahl, T.; Engvall, K. Fuel 2013,
113, (0), 113-121.
55. Sun, R.; Zobel, N.; Neubauer, Y.; Cardenas Chavez, C.; Behrendt, F. Optics and
Lasers in Engineering 2010, 48, (12), 1231-1237.
56. Grosch H.; Fateev A. & Clausen, S. Optical absorption Spectroscopy for Gas
Analysis in Biomass Gasification.; Danmarks Tekniske Universitetet (DTU):
2014.
57. Neubauer, Y. Online-Analyse von Teer aus der Biomassevergasung mit
Lasermassenspektrometrie. Technische Universität Berlin, Berlin, 2008.
58. Defoort, F.; Thiery, S.; Ravel, S. Biomass Bioenergy 2014, 65, 64-71.
59. Carpenter, D. L.; Deutch, S. P.; French, R. J. Energy Fuels 2007, 21, (5), 30363043.
60. Paasen, S. V. B.; Boerrigter, H.; Kuipers, J.; Stokes, A. M. V.; Struijk, F.;
Scheffer, A. Tar dewpoint analyser; For application in biomass gasification
product gases; ECN-C--05-026; 2005.
61. Moersch, O.; Spliethoff, H.; Hein, K. R. G. Biomass Bioenergy 2000, 18, (1), 7986.
62. Woolcock, P. J.; Brown, R. C. Biomass Bioenergy 2013, 52, (0), 54-84.
63. Devi, L.; Ptasinski, K. J.; Janssen, F. J. J. G. Biomass Bioenergy 2003, 24, (2),
125-140.

88

64. Boerrigter, H.; Paasen, S. V. B. v.; Bergman, P. C. A.; Könemann, J. W.; Emmen,
R.; Wijnands, A. “OLGA” TAR REMOVAL TECHNOLOGY Proof-of-Concept
(PoC) for application in integrated biomass gasification combined heat and
power (CHP) systems.; ECN-C--05-009; Energy Research Centre of the
Netherlands: Netherlands, 2005.
65. Foo, K. Y.; Hameed, B. H. Adv. Colloid Interface Sci. 2009, 152, (1), 39-47.
66. Fukuyama, H.; Terai, S.; Uchida, M.; Cano, J. L.; Ancheyta, J. Catal. Today 2004,
98, (1), 207-215.
67. Liu, W.-J.; Zeng, F.-X.; Jiang, H.; Zhang, X.-S. Bioresour. Technol. 2011, 102,
(17), 8247-8252.
68. Chiang, Y.-C.; Chiang, P.-C.; Huang, C.-P. Carbon 2001, 39, (4), 523-534.
69. Chou, S.-H.; Wong, D. S. H.; Tan, C.-S. Ind. Eng. Chem. Res. 1997, 36, (12),
5501-5506.
70. Paethanom, A.; Bartocci, P.; D’ Alessandro, B.; D’ Amico, M.; Testarmata, F.;
Moriconi, N.; Slopiecka, K.; Yoshikawa, K.; Fantozzi, F. Applied Energy 2013,
111, 1080-1088.
71. Haro, P.; Johnsson, F.; Thunman, H. Energy 2016, 101, 380-389.
72. Bridgwater, A. V. Fuel 1995, 74, (5), 631-653.
73. Jess, A. Fuel 1996, 75, (12), 1441-1448.
74. Brandt, P.; Henriksen, U., Decomposition of tar in gas from updraft gasifier by
thermal cracking. In 1st World Conference on Biomass for Energy and Industry,
James & James (Science Publishers) Ltd.: Sevilla, Spain, 2000.
75. Houben, M. P.; de Lange, H. C.; van Steenhoven, A. A. Fuel 2005, 84, (7), 817824.
76. Abu El-Rub, Z.; Bramer, E. A.; Brem, G. Ind. Eng. Chem. Res. 2004, 43, (22),
6911-6919.
77. Wenk, H. R.; Bulakh, A., Minerals: Their Constitution and Origin. Cambridge
University Press: 2004.
78. Dyar, M. D.; Gunter, M. E.; Tasa, D.; America, M. S. o., Mineralogy and Optical
Mineralogy. Mineralogical Society of America: 2008.
79. Delgado, J.; Aznar, M. P.; Corella, J. Ind. Eng. Chem. Res. 1996, 35, (10), 36373643.
80. Gil, J.; Caballero, M. A.; Martín, J. A.; Aznar, M.-P.; Corella, J. Ind. Eng. Chem.
Res. 1999, 38, (11), 4226-4235.
81. Simell, P. A.; Leppälahti, J. K.; Kurkela, E. A. Fuel 1995, 74, (6), 938-945.
82. Rapagnà, S.; Jand, N.; Kiennemann, A.; Foscolo, P. U. Biomass Bioenergy 2000,
19, (3), 187-197.
83. Devi, L.; Ptasinski, K. J.; Janssen, F. J. J. G.; van Paasen, S. V. B.; Bergman, P. C.
A.; Kiel, J. H. A. Renewable Energy 2005, 30, (4), 565-587.
84. Rosén, C.; Björnbom, E.; Yu, Q.; Sjöström, K., Fundamentals of Pressurized
Gasification of Biomass. In Developments in Thermochemical Biomass
Conversion: Volume 1 / Volume 2, Bridgwater, A. V.; Boocock, D. G. B., Eds.
Springer Netherlands: Dordrecht, 1997; pp 817-827.
85. Courson, C.; Makaga, E.; Petit, C.; Kiennemann, A. Catal. Today 2000, 63, (2),
427-437.

89

86. Devi, L. Catalytic removal of biomass tars : olivine as prospective in-bed catalyst
for fluidized-bed biomass gasifiers; Technische Universiteit Eindhoven:
Eindhoven, 2005.
87. Wen, W. Y.; Cain, E. Industrial & Engineering Chemistry Process Design and
Development 1984, 23, (4), 627-637.
88. Simell, P. A.; Bredenberg, J. B. s. Fuel 1990, 69, (10), 1219-1225.
89. Tamhankar, S. S.; Tsuchiya, K.; Riggs, J. B. Applied Catalysis 1985, 16, (1), 103121.
90. Simell, P. A.; Leppälahti, J. K.; Bredenberg, J. B. s. Fuel 1992, 71, (2), 211-218.
91. Gary, J. H.; Handwerk, G. E., Petroleum Refining. Taylor & Francis: 2001.
92. Yang, W. C., Handbook of Fluidization and Fluid-Particle Systems. Taylor &
Francis: 2003.
93. Cerqueira, H. S.; Caeiro, G.; Costa, L.; Ramôa Ribeiro, F. J. Mol. Catal. A: Chem.
2008, 292, (1), 1-13.
94. Nishimura, M.; Iwasaki, S.; Horio, M. Journal of the Taiwan Institute of Chemical
Engineers 2009, 40, (6), 630-637.
95. Kim, Y.-K.; Park, J.-I.; Jung, D.; Miyawaki, J.; Yoon, S.-H.; Mochida, I. Journal
of Industrial and Engineering Chemistry 2014, 20, (1), 216-221.
96. Sutton, D.; Kelleher, B.; Ross, J. R. H. Fuel Process. Technol. 2001, 73, (3), 155173.
97. Pearson, A., Aluminum Oxide (Alumina), Activated. In Kirk-Othmer
Encyclopedia of Chemical Technology, John Wiley & Sons, Inc.: 2000.
98. Wachter, W. A.; Soled, S. L.; Maris, N. J.; Lapinski, M. P.; Fitzpatrick, C. P.,
Mesoporous FCC catalyst formulated with gibbsite. In Google Patents: 1999.
99. Aznar, M. P.; Corella, J.; Delgado, J.; Lahoz, J. Ind. Eng. Chem. Res. 1993, 32,
(1), 1-10.
100. Aznar, M. P.; Caballero, M. A.; Gil, J.; Martín, J. A.; Corella, J. Ind. Eng. Chem.
Res. 1998, 37, (7), 2668-2680.
101. Tomishige, K.; Miyazawa, T.; Asadullah, M.; Ito, S.-i.; Kunimori, K. Green
Chemistry 2003, 5, (4), 399-403.
102. Garcia, L.; Sanchez, J. L.; Salvador, M. L.; Bilbao, R.; Arauzo, J., Assessment of
Coprecipitated Nickel-Alumina Catalysts for Pyrolysis of Biomass. In
Developments in Thermochemical Biomass Conversion: Volume 1 / Volume 2,
Bridgwater, A. V.; Boocock, D. G. B., Eds. Springer Netherlands: Dordrecht,
1997; pp 1158-1169.
103. Kinoshita, C. M.; Wang, Y.; Zhou, J. Ind. Eng. Chem. Res. 1995, 34, (9), 29492954.
104. Wu, C.; Williams, P. T. Biofuels 2011, 2, (4), 451-464.
105. Richardson, S. M.; Gray, M. R. Energy Fuels 1997, 11, (6), 1119-1126.
106. Baker, E. G.; Mudge, L. K.; Brown, M. D. Ind. Eng. Chem. Res. 1987, 26, (7),
1335-1339.
107. Abu El-Rub, Z.; Bramer, E. A.; Brem, G. Fuel 2008, 87, (10–11), 2243-2252.
108. Graham, R. G.; Bain, R.; group, I. b. g. w. Biomass gasification hot-gas clean-up;
International Energy Agency Biomass Gasification Working Group from Ensyn
Technologies and the National Renewable Energy Laboratory: Golden, CO, 1993.

90

109. Dogru, M.; Midilli, A.; Howarth, C. R. Fuel Process. Technol. 2002, 75, (1), 5582.
110. Brandt, P.; Larsen, E.; Henriksen, U. B. Energy Fuels 2000, 14, (4), 816-819.
111. Nilsson, S.; Gómez-Barea, A.; Fuentes-Cano, D.; Ollero, P. Fuel 2012, 97, 730740.
112. Nilsson, S. L. Modeling and simulation of a three-stage gasification technology
for waste and biomass. Doctoral thesis, University of Seville, Seville, 2012.
113. Svensson, H.; Tunå, P.; Hulteberg, C.; Brandin, J. Fuel 2013, 106, 271-278.
114. Bain, R. L.; Dayton, D. C.; Carpenter, D. L.; Czernik, S. R.; Feik, C. J.; French,
R. J.; Magrini-Bair, K. A.; Phillips, S. D. Ind. Eng. Chem. Res. 2005, 44, (21),
7945-7956.
115. van der Drift, A.; Carbo, M. C.; van der Mejden, C. M., The TREC-module:
integration of tar reduction and high-temperature filtration. In 14th European
Biomass Conference & Exhibition, Paris, France, 2005.
116. Tuomi, S.; Kurkela, E.; Simell, P.; Reinikainen, M. Fuel 2015, 139, (0), 220-231.
117. Min, Z.; Yimsiri, P.; Asadullah, M.; Zhang, S.; Li, C.-Z. Fuel 2011, 90, (7), 25452552.
118. El-Rub, Z. A. Biomass char as an in-situ catalyst for tar removal in gasification
systems. Doctoral thesis, Twente University, Enschede, The Netherlands, 2008.
119. Song, Y.; Wang, Y.; Hu, X.; Xiang, J.; Hu, S.; Mourant, D.; Li, T.; Wu, L.; Li, C.Z. Fuel 2015, 143, 555-562.
120. Ekström, C.; Lindman, N.; Pettersson, R., Catalytic conversion of Tars, Carbon
black and Methane from Pyrolysis/Gasification of Biomass. In Fundamentals of
thermochemical biomass conversion, Overend, R. P.; Milne, T. A.; Mudge, L. K.,
Eds. Elsevier: London, 1985; pp 601-618.
121. Boroson, M. L.; Howard, J. B.; Longwell, J. P.; Peters, W. A. Energy Fuels 1989,
3, (6), 735-740.
122. Song, Y.; Wang, Y.; Hu, X.; Hu, S.; Xiang, J.; Zhang, L.; Zhang, S.; Min, Z.; Li,
C.-Z. Fuel 2014, 122, 60-66.
123. Gilbert, P.; Ryu, C.; Sharifi, V.; Swithenbank, J. Bioresour. Technol. 2009, 100,
(23), 6045-6051.
124. Griffiths, D. M. L.; Mainhood, J. S. R., The cracking of tar vapour and aromatic
compounds on activated carbon. In Sixth International Conference on Coal
Science, Munster, 1965; pp 167-176.
125. Adams, W. N.; Gaines, A. F.; Gregory, D. H.; Pitt, G. J. Nature 1959, 183,
(4653), 33-33.
126. Fuentes-Cano, D.; Gómez-Barea, A.; Nilsson, S.; Ollero, P. Chem. Eng. J. 2013,
228, (0), 1223-1233.
127. Zhang, Y. L.; Luo, Y. H.; Wu, W. G.; Zhao, S. H.; Long, Y. F. Energy Fuels
2014, 28, (5), 3129-3137.
128. Kastner, J. R.; Mani, S.; Juneja, A. Fuel Process. Technol. 2015, 130, (0), 31-37.
129. Shen, Y. Renew Sustain Energy Rev 2015, 43, (0), 281-295.
130. Hosokai, S.; Kumabe, K.; Ohshita, M.; Norinaga, K.; Li, C.-Z.; Hayashi, J.-i. Fuel
2008, 87, (13–14), 2914-2922.
131. Nestler, F.; Burhenne, L.; Amtenbrink, M. J.; Aicher, T. Fuel Process. Technol.
2016, 145, 31-41.

91

132. Hosokai, S.; Hayashi, J. I.; Shimada, T.; Kobayashi, Y.; Kuramoto, K.; Li, C. Z.;
Chiba, T. Chem. Eng. Res. Des. 2005, 83, (9), 1093-1102.
133. Zhang, Y.; Kajitani, S.; Ashizawa, M.; Oki, Y. Fuel 2010, 89, (2), 302-309.
134. TSI Inc, Model 3936 SMPS (Scanning Mobility Particle Sizer), Instruction
manual, P/N 1933796, Revision H, 2003.
135. Patashnick, H.; Rupprecht, E. G. Journal of the Air & Waste Management
Association 1991, 41, (8), 1079-1083.
136. Skoog, D. A.; Holler, F. J.; Nieman, T. A., Principles of Instrumental Analysis.
Saunders College Pub.: 1998.
137. Duk-Dong, L.; Dae-Sik, L. IEEE Sens. J. 2001, 1, (3), 214-224.
138. Thunman, H.; Seemann, M., First Experiences with the New Chalmers Gasifier.
In Proceedings of the 20th International Conference on Fluidized Bed
Combustion, Yue, G.; Zhang, H.; Zhao, C.; Luo, Z., Eds. Xi'an, China, 2009; pp
pp. 659-663.
139. Gustafsson, E.; Lin, L.; Seemann, M. C.; Rodin, J.; Strand, M. Energy Fuels
2011, 25, (4), 1781-1789.
140. W.L. van de Kamp; P.J. de Wild; H.A.M. Knoef; J.P.A. Neeft; J.H.A. Kiel Tar
measurement in biomass gasification, standardisation and supporting R&D;
ECN-C--06-046; Energy research Centre of the Netherlands (ECN): Petten, 2006.
141. Morgalla, M.; Lin, L. T.; Seemann, M.; Strand, M. Fuel Process. Technol. 2015,
138, 578-587.
142. Hirohata, O.; Wakabayashi, T.; Tasaka, K.; Fushimi, C.; Furusawa, T.;
Kuchonthara, P.; Tsutsumi, A. Energy Fuels 2008, 22, (6), 4235-4239.
143. Gustafsson, E.; Strand, M.; Sanati, M. Energy Fuels 2007, 21, (6), 3660-3667.
144. Hindsgaul, C.; Schramm, J.; Gratz, L.; Henriksen, U.; Dall Bentzen, J. Bioresour.
Technol. 2000, 73, (2), 147-155.
145. Turn, S.; Kinoshita, C.; Ishimura, D.; Zhou, J.; Hiraki, T.; Masutani, S. Control of
Alkali Species in Gasification Systems. Final Report; NREL/SR-570-26160;
National Renewable Energy Laboratory: Golden, CO, 2000.
146. Energy Research Centre of the Netherlands (ECN) http://www.thersites.nl/ (last
accessed 24.03.2015),
147. Lin, L.; Gustafsson, E.; Strand, M. Combust. Flame 2011, 158, (7), 1426-1437.
148. Di Blasi, C. Prog. Energy Combust. Sci. 2009, 35, (2), 121-140.
149. Burhenne, L.; Aicher, T. Fuel Process. Technol. 2014, 127, 140-148.
150. Somy, A.; Mehrnia, M. R.; Amrei, H. D.; Ghanizadeh, A.; Safari, M. Int J
Greenhouse Gas Control 2009, 3, (3), 249-254.
151. Centeno, T. A.; Marbán, G.; Fuertes, A. B. Carbon 2003, 41, (4), 843-846.
152. Coll, R.; Salvadó, J.; Farriol, X.; Montané, D. Fuel Process. Technol. 2001, 74,
(1), 19-31.
153. Morgalla, M.; Lin, L.; Strand, M. Energy 2017, 118, 1345-1352.
154. Guizani, C.; Escudero Sanz, F. J.; Salvador, S. Fuel 2013, 108, (Supplement C),
812-823.
155. Simell, P. A.; Hepola, J. O.; Krause, A. O. I. Fuel 1997, 76, (12), 1117-1127.
156. Nordgreen, T.; Liliedahl, T.; Sjöström, K. Fuel 2006, 85, (5), 689-694.
157. Guo, F.; Liu, Y.; Liu, Y.; Guo, C. J. Therm. Anal. Calorim. 2017, 1-10.

92

158. Hawley, M. C.; Boyd, M.; Anderson, C.; DeVera, A. Fuel 1983, 62, (2), 213-216.

93

