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Abstract: Local evolution of delignification and xylan
removal inside wood chips was investigated throughout the
initial stages of kraft cooking. Model chips of birch sapwood
were pulped at 145, 155 and 165 °C, utilizing white liquors
with hydroxide content ranging from 0.25 to 0.55 mol/kg. The
composition of different sections in each cooked sample was
then determined. Xylan was isolated from selected samples
and analyzed using size exclusion chromatography and
HSQC NMR. Most changes in concentration and structure of
residual xylan occurred early in the process (<45 min).
Furthermore, xylan samples isolated from the tissue of
different cooked chips had similar average molecular
weights, indicating that temperature and alkali content had
little impact over the extent of reactions affecting residual
xylan. In contrast, xylan dissolution was significantly
dependent on pulping conditions, increasing with hydroxide
concentration. The lignin profile inside the cooked chips also
varied with alkali content and temperature, and it was
shown to be more uniform when applying low cooking
temperatures (145 °C). Finally, increased delignification and
xylan removalwere detected close to the transverse surfaces
of chips (likely due to the fast mass transport in vessels/

lumen), implying that anatomical features of wood can have
a significant impact on pulping.

Keywords: kraft cooking; delignification; xylan; hardwood;
mass transport

1 Introduction

Kraft pulping is a well-established process and the preferred
method for chemical pulp production. Yet, further process
development and optimization is required in order to
maintain its competitiveness in the face of rising wood costs,
changes in feedstocks and new pulp quality specifications
(Hujala et al. 2013; Mboowa 2024). In this sense, a thorough
understanding of how delignification and carbohydrate
losses progress during the process is essential, as it allows,
for example, fine-tuning of the pulping conditions to reduce
rejects and improve pulp yields.

Not surprisingly, several studies regarding the effect of
process conditions (such as temperature, effective alkali,
sulfidity and ionic strength) over the composition and/or
quality of the pulp can be found in literature, e.g., Favaro et
al. (2021); Jansson and Brännvall (2014); Lan et al. (2024) and
Segura et al. (2012). Others focused on the kinetics of
delignification and dissolution of wood components, e.g.,
Bogren et al. (2007), Dang et al. (2013) and Lindgren and
Lindström (1997). In addition, some investigated mass
transport during pulping, with emphasis on the distribution
of cooking chemicals after impregnation, e.g., Määttänen
and Tikka (2012) and Zanuttini et al. (2000).

Nevertheless, despite the large body of work on the
subject, there is no consensus on the rate limiting steps of
kraft pulping. This is reflected in the various approaches
utilized to model the operation. The majority of the models
available in literature present some variation of the kinetics
proposed in the 3-stage model (Gustafson et al. 1983) or in the
parallel reaction model, i.e., the Purdue model (Smith 1974).
The effect of mass transport is sometimes included, with
varying degrees of complexity. Dang and Nguyen (2008), for
instance, developed a delignification rate constant that is a
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function of chip thickness. Gilbert et al. (2021) proposed a
model considering a solid phase (uniformly subjected to
pulping reactions) and two liquid phases: entrapped liquor
(subjected to pulping reactions and mass transport) and free
liquor (only subjected to mass transport).Bijok et al. (2022)
went even further and suggested including these three phases
and different values of mass flux in each surface of the wood
chip (depending on the diffusion coefficients in each
coordinate).

In this scenario, the present study is focused onmapping
delignification and xylan removal inside model wood chips
from Betula pubescens sapwood during kraft pulping,
assessing local changes in composition and how they are
affected by the cooking temperature and hydroxide content.
The goal is to provide a detailed description of the system
under the initial stages of pulping and to identify the main
phenomena taking place. This analysis can serve as a guide
when adjusting kraft cooking conditions. Moreover, the
results can be valuable for the development of new kraft
pulping models, especially regarding which assumptions or
mechanisms are relevant.

2 Materials and methods

2.1 Wood sample

A wood log from a 27-year-old birch tree (B. pubescens)
grown in southern Sweden was kindly provided by Södra
Skogsägarna. The log (height: 1 m, diameter: approximately
16.5 cm) was cut into model sapwood chips according to the
procedure described in item 2.3. Only sapwood was utilized
in order to ensure amore homogeneous rawmaterial and to
avoid the presence of deposits of extractives in the wood
structure. Then, the hand-cut chipswere air dried and stored

at room temperature. The air-dried samples had an average
dry content of 94.6 ± 0.2 % (w/w).

2.2 Chemical reagents

All chemicals were of analytical grade. The Pullulan stan-
dards (PL2090-0100, 0.180–708 kDa) used in the analysis of
molecularweight distribution of xylanwere purchased from
Varian Inc.

2.3 Model sapwood chips

The procedure applied to prepare the model chips is illus-
trated in Figure 1. First, the birch log was divided into thin
wood disks (30 ± 1 mm) by successively performing trans-
verse cuts with a vertical bandsaw. Next, each disk was
further divided into different pieces, to separate sapwood-
rich parts (borders) from heartwood (inner region, with
sides of about 85 mm). For the purpose of this study, the
sapwood-rich material will be simply referred to as
“sapwood”.

Still using the vertical bandsaw, the sapwood fractions
were sliced into slabs (8± 1mmthick). Then, inorder to remove
the remaining bark and produce chips with uniform di-
mensions, the slabs were sawed into smaller pieces (45 ± 1mm
long) using a handsaw. Finally, any non-uniformities (e.g.,
rough edges and coarse surfaces)werefixedwith a handplane,
and chips containing knots were discarded. The final model
chips had the following dimensions: length = 30 ± 1mm,
width = 45 ± 1mm and thickness = 8 ± 1mm. These dimensions
were selected to bewithin the usual limits adopted during chip
screening, but also allowing for subsequent sectioning after the
pulping experiments.

Figure 1: Scheme describing the preparation of
sapwood model chips.
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2.4 Kraft pulping experiments

Batch kraft pulping experiments were conducted with
different temperatures and hydroxide ion concentrations, as
described in Table 1.

The experiments were carried out in autoclave vessels
(1.5 L) containing four model chips each (approximately 24 g
of dry wood). After adding white liquor (liquor:wood = 22:1,
w:w), the autoclaves were sealed and the impregnation step
took place: the vessels were deaerated and left under vac-
uum (10 min), followed by pressurization with nitrogen
(5 bar) for 20 min.

At the end of impregnation, the pressure inside the
vessels was released and they were placed in a pre-heated
PEG-bath under constant agitation. The autoclaveswere kept
in the bath for different times (15, 30, 45, 60, 90 or 120 min),
depending on the process conditions under evaluation. It is

worth mentioning that the vessels took approximately
25 min to reach the targeted temperature – therefore, sam-
ples collected at 15 min never reached the temperatures
presented in Table 1. The temperature profiles inside the
autoclaves are reported in the Supplementary Material.

In order to terminate the cooking process, the vessels
were moved to a water bath. After cooling for about 10 min,
the autoclaves were opened, and the black liquor was
separated from the treated chips by vacuum filtration in a
polypropylene mesh. The cooked chips were then washed
and leached in distilledwater (4 L, changed every other day).
Leaching was terminated when the leaching water was
colorless and the pH neutral.

2.5 Sectioning of cooked chips

After being cooked and leached, the model chips were
divided into sections, as shown in Figure 2. The adopted
procedure was inspired by the methodology described by
Wojtasz-Mucha et al. (2017). First, while the chips were still
wet, a hand saw was used to split them into nine pieces
(approximately 1 cm × 1.5 cm × 8 mm). The pieces were
classified as center, side or corner. Then, with the aid of a
microtome, each piecewas divided into three layers (refer to
Figure 2c). The outer and intermediate layers had approxi-
mately 3 mm of thickness (1.5 mm on top and 1.5 mm at the
bottom), while the inner layer had about 2 mm.

Therefore, each pulping experiment generated nine
different samples (sections): three layers (inner, intermedi-
ate and outer) for each of the three different wood pieces
(corner, side and center). The material was dried at 105 °C
overnight and stored at room temperature.

Table : Process conditions and composition of the white liquor used in
the kraft pulping experiments.

Parametera Level (−) Level ()b Level (+)

Temperature (°C)   

[HO−] (mol/kg liquor), (EA, %) . () . () . ()

Liquor:wood (w:w)f : : :
[SH]− (mol/kg liquor)f, (S, %) . () . () . ()
NaCO (mol/kg liquor)f . . .

aParameters marked with “f” were kept fixed in all experiments. EA,
effective alkali (expressed as NaOH); S, sulfidity. bThe center point
conditions ( °C and .mol HO−/kg liquor) were used in triplicate to
measure the repeatability of the pulping experiments and to provide error
estimates.

Figure 2: Sectioning of the cooked wood chips.
(a) Division into three regions (corner, side and
center). (b) Special case considering two
different lateral regions: one inwhich the cross
section of vessels (and fibers) was exposed
(side I) and onewith no exposed cross sections
(side II). (c) Division of each piece into three
different layers.
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During the experiment conducted at Level (0) conditions
(refer to Table 1), a different sectioning strategy was used
(Figure 2b), considering four different regions: center,
corner, side I and side II. This distinct procedure was
adopted to compare how lateral pieces with exposed trans-
verse surfaces (side I) and with exposed tangential surfaces
(side II) behave during pulping. Thus, in this case, 12 samples
were generated instead of nine.

2.6 Determination of Klason lignin

Klason lignin was quantified in untreated wood and in
different sections of the cooked chips using an adapted
version of the methodology reported by Sluiter et al. (2012).
Given the small quantities of material attained after
sectioning, no extraction was conducted prior to the Klason
lignin analysis.

The samples were grinded in a Wiley mill (particle size
<1 mm) and dried at 105 °C overnight. Next, duplicates of
75.0 ± 1.0 mg were transferred to 50 mL beakers and
1.125 ± 0.005 mL of sulfuric acid (72 %, w) was added. The
samples were stirred with glass rods and subjected to vac-
uum for 15 min. Then, the beakers were placed in a water
bath (30 °C/1 h) and the mixture was stirred every 20 min.
Afterwards, the samples were diluted (31.50 ± 0.01 g of
distilled water), covered with aluminum foil and placed in
an autoclave at 125 °C for 1 h.

The hydrolyzed samples were vacuum filtered in glass
microfiber filters (Whatman GF/A, diameter: 24 mm). The
filtrate was collected and transferred to a 100 mL volumetric
flask and the volume was completed with distilled water.
This solution was further diluted with distilled water (1:3.75,
v:v) and used in the analyses of acid-soluble lignin (ASL) and
carbohydrates content (refer to items 2.7 and 2.8, respec-
tively). The solid residue attained after filtration was dried
overnight (105 °C) and weighted.

2.7 Acid-soluble lignin (ASL) measurement

The ASL content was determined by the absorbance of the
filtrate solutions obtained during the Klason lignin analysis.
The procedure was carried out at 205 nm using a UV spec-
trophotometer (Specord 205, Analytik Jena) and 1 cm quartz
cuvettes. If the absorbance values were outside the 0.2–0.7
range, filtrate solutions with different dilutions were pre-
pared. The absorptivity constant used to calculate the ASL
concentrations was 110 dm3 g−1 cm−1, as described by Dence
(1992).

2.8 Carbohydrates quantification (anhydro
sugars)

The carbohydrates were quantified using the filtrate solutions
attained during the Klason lignin analysis. The solutions were
analyzed via anion exchange chromatography with pulsed
amperometric detection (HPAEC-PAD Dionex ICS-5000, Thermo
Fisher Scientific), in a system equipped with Dionex CarboPac
PA1 columns (2 × 50mm guard column and 2 × 250mm
analytical column) and a gold reference electrode. Elution
conditionswereasdescribedbyKronet al. (2023). Themeasured
concentrations of monosaccharides were corrected by the yield
after acid hydrolysis (Wojtasz-Mucha et al. 2017) and the final
results were expressed as anhydro sugars (Janson 1974).

2.9 Calculation of yield and local
composition

Equation (1) was used to provide estimates for the pulping
yield in each section of the model chips, and Equation (2)
provided the contents of themainwood components present
in the cooked material (i.e., Klason lignin, ASL and anhydro
sugars) in grams per gram of dry wood (g/g odw).

Yieldi = Gwood

Gi
(1)

X i = xi Yieldi( ) = xi
Gwood

Gi
( ) (2)

In which, Yieldi is the yield of pulping in a given section i,
Gwood is the content of glucan in the untreated wood (g of
glucan/g ofwood) andGi is the content of glucanmeasured in
the section (g of glucan/g of cooked material in section i). In
Equation (2), Xi stands for the content of X in section i given
in g/g odw (X = Klason lignin, ASL or anhydro sugars), and xi
is the content of X in section i given in g/g of cookedmaterial.

2.10 Preparation of holocellulose (peracetic
acid delignification)

Holocellulose samples were prepared according to the ex-
periments described by Chang and Holtzapple (2000) and
Kumar et al. (2013). In short, delignification was carried out
in beakers containing 5 % (w/w) of dry solids (sapwood meal
ormilled kraft cooked sections, particle size <1 mm) and 5.5 g
of peracetic acid/g of solids. The reaction occurred at 25 °C for
48 h. The beakers were covered with parafilm and kept un-
der constant stirring (300 rpm).
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At the end of the process, the slurry was vacuum filtered
in a glass microfiber filter (Whatman GF/A 55 mm, Cytiva)
and washed with distilled water (4× the volume of the
slurry). Next, the solid residue was washed with a 50:50 (v:v)
mixture of ethanol and acetone (2× the volume of the slurry).
Then, the material was dried in an oven (40 °C) for four days
and stored at room temperature inside a desiccator. Finally,
100 mg samples were separated for the molecular weight
analysis (refer to Supplementary Material) and the
remaining material was subjected to extraction with DMSO
(dimethyl sulfoxide), as described in item 2.11. Yield: 74–
95 %.

It is worth mentioning that, when performing the per-
acetic acid delignification of kraft cooked chips, different
pieces of a same layer were combined (i.e., center, corner
and side). Therefore, each cooked sample resulted in three
different holocellulose fractions (associated to the outer,
intermediate and inner layers).

2.11 Extraction and isolation of xylan

The extraction of xylan from holocellulose was based on the
procedure described by Evtuguin et al. (2003). In this process,
holocellulose was treated with DMSO (1:60, w) under nitro-
gen atmosphere for 20 h. The system was kept at 50 °C and
under constant stirring (300 rpm).

At the end of the process, the DMSO extract was sepa-
rated from the solid residue by vacuum filtration in a glass
microfiber filter (Whatman GF/A 55 mm, Cytiva). During
filtration, the residuewaswashedwith approximately 25 mL
of fresh DMSO. Afterwards, in order to precipitate xylan,
ethanolwas added to thefiltrate (2:1, v) togetherwith enough
acetic acid to cause the system to become a suspension. Then,
the suspension was left at 4 °C overnight, followed by
centrifugation at 4500 rpm/30 min/4 °C, as described by
Corradini et al. (2018). Finally, the isolated xylan was freeze-
dried and stored in a desiccator. Estimated xylan recovery
(based on results attained using holocellulose from un-
treated sapwood): 33 %.

2.12 Molecular weight distribution
measurements

The MWD of the xylan fractions (item 2.11) was analyzed
using a PL-GPC 50 Plus Integrated GPC system (Polymer
Laboratories, Varian Inc.) with two 300 × 7.5 mm PolarGel-M
columns and one 50 × 7.5 mm PolarGel-M guard column. A
solution of LiBr (10 mM) in DMSO was used as mobile phase
with a flow rate of 0.5 mL/min at 50 °C. Detection was made

using both a UV detector (280 nm) and a refractive index
detector. Pullulan standards (0.180–708 kDa) were used for
calibration and data processing was carried out with the
Cirrus GPC Software 3.2. Sample preparation involved dis-
solving the xylan fractions inmobile phase overnight (10 mg/
mL), followed by diluting the material (final concentration:
1.67 mg/mL) and filtering with 0.2 μm PTFE filters.

2.13 NMR

The isolated xylanwas also analyzed using the 2DNMRHSQC
methodology. The samples were dissolved in DMSO-d6
(140 mg/mL) and placed in 3 mm tubes. The spectra were
recorded with a Bruker Avance III HD (Rheinstetten, Ger-
many) using a 5 mm TXO cold probe working at 800 and
200 MHz for 1H and 13C, respectively. More details about the
experimental settings are described by Kron et al. (2023).
TopSpin 4.2.0 (Bruker) was used for data analysis.

3 Results and discussion

3.1 Composition of untreated wood

The composition of the sapwood used to prepare the model
wood chips is given in Table 2. The measured holocellulose
content (63.6 %) and the concentrations of the individual
carbohydrates are within the range of values reported for
B. pubescens wood (Luostarinen and Hakkarainen 2019;
Mulat et al. 2018; Pettersen 1984). In regard to the lignin, the
acid soluble fraction (5.3 %) is in line with the findings of
Luostarinen and Hakkarainen (2019), whereas the Klason
lignin content was closer to the result reported by Pettersen
(1984). However, the comparison between literature and the
data observed in Table 2 is affected by the fact that only
sapwood (and not the whole wood) has been analyzed in this
study.

Table : Composition of birch sapwood; detected amount:
. ± .%.

Component Content ± SD (%, w/w)a

Klason lignin . ± .
Acid-soluble lignin . ± .
Glucan . ± .
Xylan . ± .
Arabinan . ± .
Galactan . ± .
Mannan . ± .

aBased on measurements of six replicates.

450 C. Marion de Godoy et al.: Kraft pulping of model wood chips



3.2 Effect of kraft cooking conditions: xylan
removal

To get an overall picture of how temperature and hydroxide
content have impacted xylan removal, the distribution of
xylan inside chips subjected to the same time of cooking has
been compared. Figure 3 shows these profiles after 45 min of
reaction (time point in which defibration started to occur in
the outer layer of the sample treated at 165 °C with 0.55 mol
HO−/kg liq.).

At this early stage of the process, one of the main factors
contributing to xylan removal is the dissolution of the
polysaccharide chains (Pinto et al. 2005). When focusing on
the effect of hydroxide content, higher concentrations of
alkali led to increased removal of xylan, which agrees with
reported data (Lehuedé et al. 2023). The influence of tem-
perature, however, is not as straightforward. Increasing
temperature has been shown to improve xylan dissolution
(Jun et al. 2012), which agrees with the experimental data
attained when comparing the samples treated with 0.55 mol
HO−/kg liquor. Nevertheless, when lower concentrations of
hydroxide were applied, higher temperatures did not in-
crease xylan removal. Rather the opposite occurred; the
sample treated at 165 °C showed slightly higher retention of
xylan in the inner layers.

These contrasting results suggest that there is a signifi-
cant reduction in the hydroxide ion content available within
the wood chips, when compared to the bulk liquor –which is
initially caused by fast alkali-consuming reactions, such as
neutralization of acid groups. Then, as pulping progresses,
theHO− concentration inside the chipswill be determined by
the balance between the rates of hydroxide consumption

and transport from the bulk towards the center of the chips.
Hence, if low hydroxide concentrations are utilized in the
white liquor, the use of high cooking temperatures can result
in increased HO− consumption (due to faster reaction rates),
which may not be met by the rate of transport of ions.
Therefore, depending on the content of alkali that is utilized
in the white liquor, the increase in xylan solubility due to
applying higher temperatures may be upstaged by the
decrease in xylan solubility caused by the lower hydroxide
levels inside the chips.

Re-adsorption of xylan in the delignified material is also
a factor that must be considered when analyzing xylan
retention. However, since the extent of delignification is
quite modest in the experiments performed in this study, re-
adsorption would be expected only at the outer layers of the
most delignified samples. Another important aspect that can
influence xylan removal is the structure of xylan itself.
Characteristics such as degree of branching, type of side
groups and molecular mass – all which may change
throughout pulping – have been shown to significantly affect
xylan solubility (Palasingh 2022). Thus, in order to better
understand how the pulping conditions affect xylan struc-
ture andhow the residual xylan in the treated chips compare
to the native birch xylan, the molecular weight distribution
(Figure 4) and structural motifs (Figure 5 and Table 3) of
xylan fractions isolated from sapwood and from different
layers of the kraft cooked chips were analyzed.

Xylan samples isolated from the outer layers of chips
cooked for 45 min exhibited similar MWD, with average
molecular weight (Mw) within 24.6–26.3 kDa. This result,
combined with the similar NMR spectra of xylan samples
isolated from chips cooked under different conditions (refer

Figure 3: Distribution of xylan (g/g of dry wood) in the nine sections of wood chips after 45 min of batch kraft cooking. Cooking conditions from left to
right: 145 °C & 0.25 mol HO−/kg liq., 145 °C & 0.55 mol HO−/kg liq., 165 °C & 0.25 mol HO−/kg liq., 165 °C & 0.55 mol HO−/kg liq. Estimated error = 4 % (refer
to Supplementary Material).
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Figure 4: Molecular weight distribution of xylan isolated from birch sapwood and birch chips cooked for 45 min at 145 °C & 0.55 mol HO−/kg liq., at
165 °C & 0.25 mol HO−/kg liq. and at 165 °C & 0.55 mol HO−/kg liq. (a) Results observed in the outer layer of the chips, with all three regions (corner, side
and center) combined. (b) Results observed in the inner layer of the chips, with all three regions (corner, side and center) combined.

Figure 5: HSQC spectra of isolated xylan
dissolved in DMSO-d6. (a) Aliphatic and
(b) anomeric regions of the sample isolated
from the outer layer (corner, side and center
combined) of the material treated at 165 °C &
0.55 mol HO−/kg liq. (c) Aliphatic and
(d) anomeric regions of the sample isolated
from the inner layer (corner, side and center
combined) of the material treated at 165 °C &
0.25 mol HO−/kg liq. (e) Aliphatic and
(f) anomeric regions of the sample isolated
from sapwood. Annotated peaks are detailed
in Table 3.

452 C. Marion de Godoy et al.: Kraft pulping of model wood chips



to Figure 5a–d), indicates that differences in cooking tem-
perature and concentration of hydroxide seem to have little
impact over the final structure of the residual material (in
the range of conditions studied in this work). Such behavior
is expected, since the rates of the main reactions affecting
xylan at this stage of cooking are quite fast (Sjöström 1993). In
the inner layers, the differences in MWD became more sig-
nificant, with Mw ranging from 22.8 kDa in the sample
treated at high temperature with high hydroxide content,
T(+1)OH(+1), to 28.4 kDa in the sample cooked at low tem-
perature, T(−1)OH(+1), and 32.8 kDa in the sample treated
with low hydroxide concentration, T(+1)OH(−1). These re-
sults agree with the idea of a decrease in hydroxide content
inside the chips due to chemical reactions (when compared

to the conditions in the bulk liquor), as the sample treated
with low alkali and high temperature displayedMw closer to
the one observed in native xylan.

In Figure 4, it is also possible to notice a steep shift in
MWD between the native xylan and the xylan found in the
kraft cooked samples. One explanation for such difference
could be the presence of LCCs in the native xylan, but the low
residual lignin content (less than 2 % of Klason lignin) in the
isolated material compromises this hypothesis. Further-
more, no chemical shifts associated with lignin were found
in the NMR data presented in Figure 5. The major difference
observed in the HSQC spectra was the disappearance of
acetyl groups (C2 and C3 positions) in xylan isolated from
pulped samples, yet the deacetylation of xylan would only
partly contribute to the changes in molecular weight. Thus,
the initial drop in Mw is likely a combination of deacetyla-
tion and peeling reactions taking place at the beginning of
the cook (despite xylan’s relatively high resistance to alka-
line conditions when compared to other hemicelluloses).

One caveat when analyzing the results in Figures 4 and 5
concerns the methodology used for isolating the xylan
fractions. Despite resulting in only minor changes in struc-
ture (when compared to other methods), the peracetic acid
delignification (25 °C/48 h), followed by extraction with
DMSO (50 °C/20 h), leads to low xylan yields (Corradini et al.
2018). In the present study, xylan recovery was estimated to
be around 33 %. Nevertheless, the reported results seem to
capture the overall behavior of xylan in the evaluated
samples, as they also agree with the general trends observed
when analyzing the MWD of holocellulose samples (refer to
the Supplementary Material). Furthermore, the Mw values
of xylan isolated from treated chips concur with results re-
ported for birch kraft pulps (Rosa-Sibakov et al. 2016;
Westermark and Gustafsson 1994).

In the case of xylan extracted from untreated sapwood,
the measured Mw (55.3 kDa) was higher than previous
findings. Pinto et al. (2005), for instance, found Mw around
24 kDa for native xylan extracted from holocellulose of
Betula pendula (extraction conditions: DMSO/50 °C/20 h).
However, this discrepancy may be due to the harsher con-
ditions during the peracetic acid delignification (85 °C/30–
35 min) utilized in that work, and the subsequent ballmilling
of the holocellulose.

To further analyze the behavior of xylan during pulping,
the contents of xylan in samples treated at 145 °C and at 165 °
C were compared over time (until the chips started to
defibrate). Figure 6 presents the residual xylan in different
regions of the model chips: at the center of the inner layer
(least accessible region of the wood chips) and at the corner
of the outer layer (region highly exposed to the cooking
liquor).

Table : Assigned peaks in the HSQC data of isolated xylan samples
(solvent: DMSO-d)a.

Symbol Unit C/H chemical
shifts (ppm)

MO C–H in MGAb (–OCH) .–./.
M C–H in MGAb ./.
M C–H in MGAb ./.
M C–H in MGAb ./.
M C–H in MGAb .–./.–.
M C–H in MGAb ./.

Xi C–H in xylan (internal) ./. & .
Xi C–H in xylan (internal) ./.
Xi C–H in xylan (internal) ./.
Xi C–H in xylan (internal) ./.
Xi C–H in xylan (internal) ./.

Xn C–H in xylan (non-reducing end) ./. & .
Xn C–H in xylan (non-reducing end) ./.
Xn C–H in xylan (non-reducing end) ./.
Xn C–H in xylan (non-reducing end) ./.
Xn C–H in xylan (non-reducing end) ./.

Xm C–H in xylan (MGAb) ./. & .
Xm C–H in xylan (MGAb) ./.
Xm C–H in xylan (MGAb) ./.
Xm C–H in xylan (MGAb) ./.
Xm C–H in xylan (MGAb) ./.

-Ac C–H in acetylated xylan (-O-acetyl-β-
D-xylopyranose)

./.

-Ac C–H in acetylated xylan (-O-acetyl-β-
D-xylopyranose)

./.

-Ac C–H in acetylated xylan (-O-acetyl-β-
D-xylopyranose)

./.

-Ac C–H in acetylated xylan (-O-acetyl-β-
D-xylopyranose)

./.

aThe assignment of the peaks in Figure was based on theworks of Kim and
Ralph (, ). b-O-methyl-α-D-glucuronic acid (MGA).
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The profiles indicate that temperature had a minor
impact over the uniformity of xylan removal, since samples
treated at 145 °C and 165 °C showed similar differences be-
tween the xylan content in the corners and in the center of
the chips when defibration started. More interestingly, the
xylan content seemed to decrease extremely slowly after the
first minutes of pulping. These plateau-like concentration
profiles indicate that at low cooking temperatures only a
negligible amount of xylan is dissolved and transported out
of the chips after the first 45 min of cooking – at least until
defibration starts. This behavior hints at the presence of a
fraction of xylan that is more resistant to pulping, possibly
due to a strong association with cellulose and/or lignin,
which reduces xylan’s accessibility (Dammström et al. 2009;
Gomes et al. 2020). Also, given the differences between the
residual xylan in the outer and inner layers of the chips, it is
probable that the lower concentrations of cooking chemicals
inside the chips (in relation to the concentrations in the bulk
liquor) influence the local retention of xylan.

The comparison between the MWD of the material
treated at 145 °C – samples T(−1) 45 min and T(−1) 120 min
(Figure 6b) – shows that the molecular weight of residual
xylan suffers only minor changes after the initial minutes of
pulping. Furthermore, samples treated with different tem-
peratures had similar Mw values when defibration began.
Thus, in the interval after the first minutes of pulping and
before the beginning of defibration, peeling and alkaline
hydrolysis do not seem to affect xylan significantly. This
result contrasts with previous findings (Pinto et al. 2005), in
which the molecular weight of residual xylan in birch kraft
pulps was shown to decrease continuously. While this

difference can be due to the cooking conditions (for instance,
the use of 160 °C instead of 145 °C) and the characteristics of
the chips (industrially cut chips instead of hand-cut), it could
also mean that further changes in the structure of xylan
would occur after defibration, emphasizing that accessibility
may be a key factor impacting xylan retention.

3.3 Effect of cooking conditions: kraft
delignification

The distribution of Klason lignin inside chips cooked for
45 min under different conditions is shown in Figure 7. The
results regarding acid-soluble lignin are presented in the
SupplementaryMaterial, but the trends are the same as seen
in Figure 7.

As expected, chips treated at 145 °C showed only minor
delignification after 45 min of cooking, which is explained by
the low rates of reactions involving lignin at this tempera-
ture. Under this condition, the influence of the hydroxide
content was quite modest, with the main difference occur-
ring in the surface of the chips, where sample T(−1)OH(+1)
showed residual Klason lignin around 0.12 g/g odw, and
sample T(−1)OH(−1) had Klason lignin contents of approxi-
mately 0.14 g/g odw. Such results reinforce the existence of a
significant decrease in the concentration of HO− inside the
chips, mainly due to the initial consumption of these ions in
reactions involving carbohydrates.

The samples cooked at high temperature (165 °C)
showed a more pronounced delignification, and the differ-
ence between utilizing low or high concentrations of

Figure 6: Comparison between xylan retention behavior after kraft cooking at 145 °C and at 165 °C (hydroxide content in both cases: 0.55 mol/kg liq.). (a)
Xylan content over time at the corner of the outer layer (corner-out) and at the center of the inner layer (center-in). Estimated error = 4 % (refer to
Supplementary Material). (b) Molecular weight distribution of isolated xylan from the inner and outer layers of chips cooked for 45 and 120 min.
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hydroxide ions in the white liquor was striking. When using
0.25 mol HO−/kg liquor, about 50 % of the original lignin
content in the outer layer of the chip was removed, but the
delignification in the other two layers was comparable to the
ones attained at 145 °C. Such behavior indicates a larger ef-
fect of temperature on reaction kinetics than on the mass
transport rates of cooking chemicals and lignin inside the
chip: if the diffusivity coefficients or the solubility of lignin
were impacted to the same extent as the rates of reaction, the
delignification of the inner layers would also increase. In
addition, comparing the profiles shown in Figure 7 for
samples T(−1)OH(−1) and T(+1)OH(−1), it is possible to arrive
at the same conclusions drawn when analyzing the xylan

results: the increased consumption rate of HO− (caused by
increasing the cooking temperature from 145 °C to 165 °C) led
to significantly lower hydroxide contents available in the
inner layers of the T(+1)OH(−1) chip, which in this case
contributed to the high residual lignin contents measured
there.

On the other hand, when both the temperature and the
hydroxide concentration levels were high (165 °C and
0.55 mol HO−/kg white liquor), a substantial increase in
lignin removal was observed in all layers. Probably, by using
a high content of alkali during the process, it was possible to
avoid reaching extremely low hydroxide concentrations
inside the chips as pulping progressed, as also suggested by

Figure 7: Distribution of Klason lignin (g/g of dry wood) in the nine sections of wood chips after 45 min of batch kraft cooking. Cooking conditions from
left to right: 145 °C & 0.25 mol HO−/kg liq., 145 °C & 0.55 mol HO−/kg liq., 165 °C & 0.25 mol HO−/kg liq., 165 °C & 0.55 mol HO−/kg liq. Estimated error = 5 %
(refer to Supplementary Material).

Figure 8: Klason lignin content over time at the corner of the outer layer (corner-out) and at the center of the inner layer (center-in) in chips cooked under
different conditions. (a) Comparison between utilizing high and low concentrations of hydroxide (165 °C & 0.25 mol HO−/kg liq. vs. 165 °C & 0.55 mol HO−/
kg liq.). (b) Comparison between utilizing high and low temperatures (145 °C & 0.55 mol HO−/kg liq. vs. 165 °C & 0.55 mol HO−/kg liq.). Estimated
error = 5 % (refer to Supplementary Material).
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Määttänen and Tikka (2012). This result confirms the sig-
nificant impact of hydroxide content, not only over the rate
of reactions, but also over the mass transport of ions and
dissolved products within the chips.

In order to further investigate how temperature and
hydroxide content can influence the final uniformity of
lignin content in kraft pulps, the delignification profiles over
time were compared. Figure 8 summarizes this analysis by
presenting the residual Klason lignin content in two specific
regions of thewood chips: at the center of the inner layer and
at the corner of the outer layer.

The profiles in Figure 8a illustrate that utilizing white
liquors containing high hydroxide content does not neces-
sarily lead to uniformdelignification. The observed behavior
indicates that, even though higher HO− contents in the bulk
liquor may lead to higher hydroxide concentrations inside
the wood chips (and consequently improved solubilization
and transport of lignin), this phenomenon is compromised
by the chip surface being exposed to higher alkali levels. In
fact, the increased delignification in the inner layers (center-
in) of the sample treated with 0.55 mol HO−/kg liquor is
overshadowed by the intense delignification occurring in
the outer portions of the chip (corner-out), thus, when the
samples start to defibrate, the lignin content in the center
remains approximately four times higher than on the
surface.

When focusing on the effect of temperature
(Figure 8b), the kraft pulping conducted at 145 °C resulted
in a more uniform delignification than the one achieved at
165 °C, suggesting that, as temperature decreases, the rates
of delignification in different sections of the wood chip
become more similar (given the interplay between reac-
tion rates and mass transport). In fact, when defibration
started in the samples cooked at low temperature (after

120 min), the lignin content in the center of the chips was
less than twice the content of that on the surface. Given
these results, the use of low temperatures during kraft
cooking has the potential to reduce the incidence of shives
and the amount of rejects. Favaro et al. (2021), for instance,
reported higher screened pulp yields when kraft cooking
eucalyptus at 155 °C than at 160 and 165 °C, moreover, no
rejects were produced when pulping was conducted at
mild conditions.

3.4 Kraft cooking evolution versus
anisotropic nature of wood

As seen in Figures 3 and 7, the evolution of delignification
and xylan removal varies with the relative position inside
the wood chips, and significant concentration gradients
were observed along the thickness of the chip (in the radial
direction), between the outer and inner layers. These gra-
dients can be deeply affected by the rates of mass transport
inside the pore system of the chips which, in turn, depend on
the microstructure of the wood. For hardwoods, this means
that the distribution and characteristics of fibers, vessels,
longitudinal parenchyma and rays may have an impact on
the evolution of pulping. The detailed morphology of the
birch sapwood utilized to prepare the model chips can be
seen in the Supplementary Material.

In order to briefly assess how substantial the impact of
wood structure was during the experiments conducted in
this paper, the concentrations of lignin and xylan were
compared in two different sections: one in which the
transverse surface was exposed to the bulk liquor, and one
in which the tangential surface was exposed (sides I and II,
respectively – refer to Figure 2). The composition of these

Figure 9: Average chemical composition (g/g of dry wood) of the wood chip sections attained after kraft cooking experiments run in triplicates. Cooking
conditions (center point): 45 min of pulping at 155 °C & 0.40 mol HO−/kg liq. (a) Lignin content, error = 5 %. (b) Xylan content, error = 4 %.
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sections was measured in all layers of the chip and the re-
sults are presented in Figure 9.

Lateral sections with exposed transverse surfaces
showed residual lignin and xylan concentrations similar to
the onesmeasured in the corners of the chip, whereas higher
values (5.5 % higher, in average) were found in lateral sec-
tions with exposed tangential surfaces. These differences
were significant (α = 0.05) in all layers when considering
xylan, and in the intermediate and inner layers when
considering lignin.

These higher rates of delignification and xylan removal
in sections with exposed transverse surfaces (where diffu-
sion and liquor penetration are aided by vessels and lumen
of fibers) suggest that the mass transport in the longitudinal
direction of wood (along the length of the chips) was more
efficient than in the tangential direction (along the width).
Such behavior is reasonable, as sections with exposed
tangential surfaces are expected to offer higher transport
resistance once diffusion is mainly aided by the pits in the
walls of fibers and vessels. In addition, this observation
agrees with experimental data regarding effective capil-
larity at high pHs (Stone 1957) and permeability (Siau 1984) in
hardwoods.

4 Conclusions

The experiments were able to assess how cooking temper-
ature and hydroxide content can affect delignification and
xylan retention inside birch chips during the initial stages of
kraft pulping (before defibration starts). The results showed
that:
i. The rate of delignification and xylan removal depends

on the availability of hydroxide ions inside the chips
during pulping, which is impacted by the concentration
of alkali in the white liquor and the rate of hydroxide
consumption. The latter is substantially affected by
temperature.

ii. Wood morphology appears to influence the evolution of
pulping inside the chips. Delignification and xylan
removal are faster in the longitudinal direction, prob-
ably due to lower apparent mass transport resistance,
when compared to the ones in the radial and tangential
directions.

iii. Xylan retention decreases when utilizing high concen-
trations of alkali. When high cooking temperatures are
used, the solubility of xylan should increase but, if the
content of alkali inside the chips becomes significantly
low (due to high rates of hydroxide consumption in re-
actions not being compensated by the slow transport of
ions), lower amounts of xylan might be dissolved.

iv. Changes in the native structure of xylan occur early
during cooking and are probably due to deacetylation
and peeling (to some degree). Within the ranges inves-
tigated, temperature and hydroxide content had little
impact over the extent of such changes.

v. The uniformity of delignification inside the chips can be
improved by using lower cooking temperatures.

Acknowledgments: The authors would like to acknowledge
Södra Skogsägarna for supplying the raw material used in
this study and for executing the molecular weight distribu-
tion analysis of holocellulose samples. Likewise, the Swedish
NMR center is acknowledged for providing time at the
spectrometer. The authors would also like to thank Torbjörn
Jönsson and Cara Boccieri for helping with the preparation
of model wood chips and the linguistic review, respectively.
This work was performed within the strategical innovation
program BioInnovation – a joint initiative by Vinnova
(Sweden’s innovation agency), Formas (Swedish govern-
mental research council for sustainable development) and
the Swedish Energy Agency.
Research ethics: Not applicable.
Author contributions: The authors have accepted re-
sponsibility for the entire content of this manuscript and
approved its submission.
Competing interests: The authors state no conflict of
interest.
Research funding: Collaboration and financial support of
the Resource-smart Processes network financed by Vinnova
via BioInnovation and industrial partners (Billerud, Holmen,
SCA, Stora Enso, Södra Skogsägarna and Valmet), are grate-
fully acknowledged.
Data availability: Not applicable.

References

Bijok, N., Fiskari, J., Gustafson, R.R., and Alopaeus, V. (2022). Modelling the
kraft pulping process on a fibre scale by considering the intrinsic
heterogeneous nature of the lignocellulosic feedstock. Chem. Eng. J.
438: 135548.

Bogren, J., Brelid, H., and Theliander, H. (2007). Reaction kinetics of
softwood kraft delignification - general considerations and
experimental data. Nordic Pulp Pap. Res. J. 22: 177–183.

Chang, V.S. and Holtzapple, M.T. (2000). Fundamental factors affecting
biomass enzymatic reactivity. Appl. Biochem. Biotechnol. 84: 5–37.

Corradini, F.A.S., Baldez, T.O., Milessi, T.S.S., Tardioli, P.W., Ferreira, A.G.,
de Campos Giordano, R., de, L.C., and Giordano, R. (2018). Eucalyptus
xylan: an in-house-produced substrate for xylanase evaluation to
substitute birchwood xylan. Carbohydr. Polym. 197: 167–173.

Dammström, S., Salmén, L., and Gatenholm, P. (2009). On the interactions
between cellulose and xylan, a biomimetic simulation of the
hardwood cell wall. BioResources 4: 3–14.

C. Marion de Godoy et al.: Kraft pulping of model wood chips 457



Dang, V.Q. and Nguyen, K.L. (2008). A universal kinetic model for
characterisation of the effect of chip thickness on kraft pulping.
Bioresour. Technol. 99: 1486–1490.

Dang, B.T.T., Brelid, H., Köhnke, T., and Theliander, H. (2013). Impact of ionic
strength on delignification and hemicellulose removal during kraft
cooking in a small-scale flow-through reactor. Nordic Pulp Pap. Res. J.
28: 358–365.

Dence, C.W. (1992) The determination of lignin. In: Lin, S.Y., and Dence, C.W.
(Eds.). Methods in lignin chemistry. Springer series in wood science.
Springer, Berlin, pp. 33–61.

Evtuguin, D.V., Tomás, J.L., Silva, A.M.S., and Pascoal Neto, C. (2003).
Characterization of an acetylated heteroxylan from Eucalyptus
globulus Labill. Carbohydr. Res. 338: 597–604.

Favaro, J., Ventorim, G., De Oliveira, I., and De Oliveira, C. (2021).
Temperature and effective alkali effect on brown pulp kraft cooking.
Nordic Pulp Pap. Res. J. 36: 227–233.

Gilbert, W., Allison, B., Radiotis, T., and Dort, A. (2021). A simplified kinetic
model for modern cooking of aspen chips. Nordic Pulp Pap. Res. J. 36:
399–413.

Gomes, T.M.P., Mendes de Sousa, A.P., Belenkiy, Y.I., and Evtuguin, D.V.
(2020). Xylan accessibility of bleached eucalypt pulp in alkaline
solutions. Holzforschung 74: 141–148.

Gustafson, R.R., Slelcher, C.A., McKean, W.T., and Finlayson, B.A. (1983).
Theoretical model of the kraft pulping process. Ind. Eng. Chem. Process
Des. Dev. 22: 87–96.

Hujala,M., Arminen, H., Hill, R.C., and Puumalainen, K. (2013). Explaining the
shifts of international trade in pulp and paper industry. For. Sci. 59:
211–222.

Janson, J. (1974). Analytik der Polysaccharide in Holz und Zellstoff.
Faserforsch. Textiltech. 25: 375–382.

Jansson, Z.L. and Brännvall, E. (2014). Effect of kraft cooking conditions on
the chemical composition of the surface and bulk of spruce fibers.
J. Wood Chem. Technol. 34: 291–300.

Jun, A., Tschirner, U.W., and Tauer, Z. (2012). Hemicellulose extraction from
aspen chips prior to kraft pulping utilizing kraft white liquor. Biomass
Bioenergy 37: 229–236.

Kim, H. and Ralph, J. (2010). Solution-state 2D NMR of ball-milled plant
cell wall gels in DMSO-d6/pyridine-d5. Org. Biomol. Chem. 8:
576–591.

Kim, H. and Ralph, J. (2014). A gel-state 2D-NMRmethod for plant cell wall
profiling and analysis: a model study with the amorphous
cellulose and xylan from ball-milled cotton linters. RSC Adv. 4:
7549–7560.

Kron, L., Marion de Godoy, C., Hasani, M., and Theliander, H. (2023). Kraft
cooking of birch wood chips: differences between the dissolved
organic material in pore and bulk liquor. Holzforschung 77: 598–609.

Kumar, R., Hu, F., Hubbell, C.A., Ragauskas, A.J., and Wyman, C.E. (2013).
Comparison of laboratory delignification methods, their selectivity,
and impacts on physiochemical characteristics of cellulosic biomass.
Bioresour. Technol. 130: 372–381.

Lan, X., Fu, S., Song, J., Leu, S., Shen, J., Kong, Y., Kang, S., Yuan, X., and Liu, H.
(2024). Structural changes of hemicellulose during pulping process
and its interaction with nanocellulose. Int. J. Biol. Macromol. 255:
127772.

Lehuedé, L., Henríquez, C., Carú, C., Córdova, A., Mendonça, R.T., and
Salazar, O. (2023). Xylan extraction from hardwoods by alkaline
pretreatment for xylooligosaccharide production: a detailed
fractionation analysis. Carbohydr. Polym. 302: 120381.

Lindgren, C.T. and Lindström, M.E. (1997). Kinetics of the bulk and residual
delignification in kraft pulping of birch and factors affecting the
amount of residual phase lignin. Nordic Pulp Pap. Res. J. 12: 124–127.

Luostarinen, K. and Hakkarainen, K. (2019). Chemical composition of wood
and its connection with wood anatomy in Betula pubescens. Scand.
J. For. Res. 34: 577–584.

Määttänen, M. and Tikka, P. (2012). Determination of phenomena involved in
impregnation of softwood chips. Part 2: alkali uptake, alkali consumption
and impregnation yield. Nordic Pulp Pap. Res. J. 27: 559–567.

Mboowa, D. (2024). A review of the traditional pulping methods and the
recent improvements in the pulping processes. Biomass Conv. Bioref.
14: 1–12.

Mulat, D.G., Huerta, S.G., Kalyani, D., and Horn, S.J. (2018). Enhancing
methane production from lignocellulosic biomass by combined
steam-explosion pretreatment and bioaugmentation with cellulolytic
bacterium Caldicellulosiruptor bescii. Biotechnol. Biofuels 11: 1–15.

Palasingh, C. (2022). Wood xylan and modified xylan – solubilization, film
formation and water interactions, PhD thesis. Chalmers University of
Technology, Gothenburg.

Pettersen, R.C. (1984) The chemical composition of wood. In: Rowell, R.
(Ed.). The chemistry of solid wood. Advances in chemistry series. American
Chemical Society, Washington D.C., pp. 57–126.

Pinto, P.C., Evtuguin, D.V., and Pascoal Neto, C. (2005). Structure of
hardwood glucuronoxylans: modifications and impact on pulp
retention during wood kraft pulping. Carbohydr. Polym. 60: 489–497.

Rosa-Sibakov, N., Hakala, T.K., Sözer, N., Nordlund, E., Poutanen, K., and
Aura, A.M. (2016). Birch pulp xylan works as a food hydrocolloid in acid
milk gels and is fermented slowly in vitro. Carbohydr. Polym. 154:
305–312.

Segura, T.E.S., Zanão, M., Santos, J.R.S., and Silva, F.G. (2012). Kraft pulping
of the main hardwoods used around the world for pulp and paper
production. In: TAPPI PEERS CONFERENCE, 2012. Savannah. Proceedings.
TAPPI Press, Atlanta, pp. 1592–1599.

Siau, J.F. (1984) Transport processes in wood. In: Timell, T.E. (Ed.). Springer
series in wood science. Springer-Verlag, Berlin.

Sjöström, E. (1993). Wood chemistry: fundamentals and applications, 2nd ed.
Academic Press, San Diego, pp. 114–164.

Sluiter, A., Hames, B., Ruiz, R., Scarlata, C., Sluiter, J., Templeton, D., and
Crocker, D. (2012). Determination of structural carbohydrates and lignin
in biomass. National Renewable Energy Laboratory, Golden, Colorado,
pp. 1–15.

Smith, C.C. (1974). Studies of the mathematical modelling, simulation, and
control of the operation of a Kamyr continuous digester for the kraft
process, PhD thesis. Purdue University, West Lafayette.

Stone, J.E. (1957). Effective capillary cross-sectional area of aspen wood as a
function of pH. Tappi 40: 539–541.

Westermark, U. and Gustafsson, K. (1994). Molecular size distribution of
wood polymers in birch kraft pulps. Holzforschung 48: 146–150.

Wojtasz-Mucha, J., Hasani, M., and Theliander, H. (2017). Hydrothermal
pretreatment of wood by mild steam explosion and hot water
extraction. Bioresour. Technol. 241: 120–126.

Zanuttini, M., Citroni, M., and Marzocchi, V. (2000). Pattern of alkali
impregnation of poplar wood at moderate conditions. Holzforschung
54: 631–636.

Supplementary Material: This article contains supplementary material
(https://doi.org/10.1515/hf-2024-0033).

458 C. Marion de Godoy et al.: Kraft pulping of model wood chips

https://doi.org/10.1515/hf-2024-0033

	Kraft pulping of model wood chips: local impact of process conditions on hardwood delignification and xylan retention
	1 Introduction
	2 Materials and methods
	2.1 Wood sample
	2.2 Chemical reagents
	2.3 Model sapwood chips
	2.4 Kraft pulping experiments
	2.5 Sectioning of cooked chips
	2.6 Determination of Klason lignin
	2.7 Acid-soluble lignin (ASL) measurement
	2.8 Carbohydrates quantification (anhydro sugars)
	2.9 Calculation of yield and local composition
	2.10 Preparation of holocellulose (peracetic acid delignification)
	2.11 Extraction and isolation of xylan
	2.12 Molecular weight distribution measurements
	2.13 NMR

	3 Results and discussion
	3.1 Composition of untreated wood
	3.2 Effect of kraft cooking conditions: xylan removal
	3.3 Effect of cooking conditions: kraft delignification
	3.4 Kraft cooking evolution versus anisotropic nature of wood

	4 Conclusions
	Acknowledgments
	References


<<
  /ASCII85EncodePages false
  /AllowTransparency false
  /AutoPositionEPSFiles true
  /AutoRotatePages /None
  /Binding /Left
  /CalGrayProfile (Dot Gain 20%)
  /CalRGBProfile (sRGB IEC61966-2.1)
  /CalCMYKProfile (Euroscale Coated v2)
  /sRGBProfile (sRGB IEC61966-2.1)
  /CannotEmbedFontPolicy /Warning
  /CompatibilityLevel 1.7
  /CompressObjects /Tags
  /CompressPages true
  /ConvertImagesToIndexed true
  /PassThroughJPEGImages false
  /CreateJobTicket false
  /DefaultRenderingIntent /Default
  /DetectBlends true
  /DetectCurves 0.1000
  /ColorConversionStrategy /sRGB
  /DoThumbnails true
  /EmbedAllFonts true
  /EmbedOpenType false
  /ParseICCProfilesInComments true
  /EmbedJobOptions true
  /DSCReportingLevel 0
  /EmitDSCWarnings false
  /EndPage -1
  /ImageMemory 1048576
  /LockDistillerParams false
  /MaxSubsetPct 35
  /Optimize true
  /OPM 1
  /ParseDSCComments true
  /ParseDSCCommentsForDocInfo true
  /PreserveCopyPage true
  /PreserveDICMYKValues true
  /PreserveEPSInfo true
  /PreserveFlatness false
  /PreserveHalftoneInfo false
  /PreserveOPIComments false
  /PreserveOverprintSettings true
  /StartPage 1
  /SubsetFonts true
  /TransferFunctionInfo /Apply
  /UCRandBGInfo /Remove
  /UsePrologue false
  /ColorSettingsFile ()
  /AlwaysEmbed [ true
  ]
  /NeverEmbed [ true
  ]
  /AntiAliasColorImages false
  /CropColorImages false
  /ColorImageMinResolution 300
  /ColorImageMinResolutionPolicy /OK
  /DownsampleColorImages true
  /ColorImageDownsampleType /Bicubic
  /ColorImageResolution 300
  /ColorImageDepth -1
  /ColorImageMinDownsampleDepth 1
  /ColorImageDownsampleThreshold 1.50000
  /EncodeColorImages true
  /ColorImageFilter /DCTEncode
  /AutoFilterColorImages true
  /ColorImageAutoFilterStrategy /JPEG
  /ColorACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /ColorImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000ColorACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 10
  >>
  /JPEG2000ColorImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasGrayImages false
  /CropGrayImages false
  /GrayImageMinResolution 300
  /GrayImageMinResolutionPolicy /OK
  /DownsampleGrayImages true
  /GrayImageDownsampleType /Bicubic
  /GrayImageResolution 300
  /GrayImageDepth -1
  /GrayImageMinDownsampleDepth 2
  /GrayImageDownsampleThreshold 1.50000
  /EncodeGrayImages true
  /GrayImageFilter /DCTEncode
  /AutoFilterGrayImages true
  /GrayImageAutoFilterStrategy /JPEG
  /GrayACSImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /GrayImageDict <<
    /QFactor 0.15
    /HSamples [1 1 1 1] /VSamples [1 1 1 1]
  >>
  /JPEG2000GrayACSImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /JPEG2000GrayImageDict <<
    /TileWidth 256
    /TileHeight 256
    /Quality 30
  >>
  /AntiAliasMonoImages false
  /CropMonoImages false
  /MonoImageMinResolution 600
  /MonoImageMinResolutionPolicy /OK
  /DownsampleMonoImages true
  /MonoImageDownsampleType /Bicubic
  /MonoImageResolution 1000
  /MonoImageDepth -1
  /MonoImageDownsampleThreshold 1.10000
  /EncodeMonoImages true
  /MonoImageFilter /CCITTFaxEncode
  /MonoImageDict <<
    /K -1
  >>
  /AllowPSXObjects false
  /CheckCompliance [
    /None
  ]
  /PDFX1aCheck false
  /PDFX3Check false
  /PDFXCompliantPDFOnly false
  /PDFXNoTrimBoxError false
  /PDFXTrimBoxToMediaBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXSetBleedBoxToMediaBox true
  /PDFXBleedBoxToTrimBoxOffset [
    0.00000
    0.00000
    0.00000
    0.00000
  ]
  /PDFXOutputIntentProfile (None)
  /PDFXOutputConditionIdentifier ()
  /PDFXOutputCondition ()
  /PDFXRegistryName ()
  /PDFXTrapped /False

  /CreateJDFFile false
  /Description <<
    /DEU <>
    /ENU ()
    /ENN ()
  >>
  /Namespace [
    (Adobe)
    (Common)
    (1.0)
  ]
  /OtherNamespaces [
    <<
      /AsReaderSpreads false
      /CropImagesToFrames true
      /ErrorControl /WarnAndContinue
      /FlattenerIgnoreSpreadOverrides false
      /IncludeGuidesGrids false
      /IncludeNonPrinting false
      /IncludeSlug false
      /Namespace [
        (Adobe)
        (InDesign)
        (4.0)
      ]
      /OmitPlacedBitmaps false
      /OmitPlacedEPS false
      /OmitPlacedPDF false
      /SimulateOverprint /Legacy
    >>
    <<
      /AllowImageBreaks true
      /AllowTableBreaks true
      /ExpandPage false
      /HonorBaseURL true
      /HonorRolloverEffect false
      /IgnoreHTMLPageBreaks false
      /IncludeHeaderFooter false
      /MarginOffset [
        0
        0
        0
        0
      ]
      /MetadataAuthor ()
      /MetadataKeywords ()
      /MetadataSubject ()
      /MetadataTitle ()
      /MetricPageSize [
        0
        0
      ]
      /MetricUnit /inch
      /MobileCompatible 0
      /Namespace [
        (Adobe)
        (GoLive)
        (8.0)
      ]
      /OpenZoomToHTMLFontSize false
      /PageOrientation /Portrait
      /RemoveBackground false
      /ShrinkContent true
      /TreatColorsAs /MainMonitorColors
      /UseEmbeddedProfiles false
      /UseHTMLTitleAsMetadata true
    >>
    <<
      /AddBleedMarks false
      /AddColorBars false
      /AddCropMarks false
      /AddPageInfo false
      /AddRegMarks false
      /BleedOffset [
        0
        0
        0
        0
      ]
      /ConvertColors /ConvertToCMYK
      /DestinationProfileName (ISO Coated v2 \(ECI\))
      /DestinationProfileSelector /UseName
      /Downsample16BitImages true
      /FlattenerPreset <<
        /ClipComplexRegions true
        /ConvertStrokesToOutlines false
        /ConvertTextToOutlines false
        /GradientResolution 300
        /LineArtTextResolution 1200
        /PresetName <FEFF005B0048006F006800650020004100750066006C00F600730075006E0067005D>
        /PresetSelector /HighResolution
        /RasterVectorBalance 1
      >>
      /FormElements true
      /GenerateStructure false
      /IncludeBookmarks false
      /IncludeHyperlinks false
      /IncludeInteractive false
      /IncludeLayers false
      /IncludeProfiles false
      /MarksOffset 8.503940
      /MarksWeight 0.250000
      /MultimediaHandling /UseObjectSettings
      /Namespace [
        (Adobe)
        (CreativeSuite)
        (2.0)
      ]
      /PDFXOutputIntentProfileSelector /UseName
      /PageMarksFile /RomanDefault
      /PreserveEditing true
      /UntaggedCMYKHandling /LeaveUntagged
      /UntaggedRGBHandling /UseDocumentProfile
      /UseDocumentBleed false
    >>
  ]
>> setdistillerparams
<<
  /HWResolution [600 600]
  /PageSize [595.276 841.890]
>> setpagedevice


