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Abstract: The wood-water interactions of modified beech
wood (Fagus sylvatica L.) were studied. Specimens were
thermally modified at 180 (TM;), 200 (TM,) and 220 °C
(TMs), acetylated (Acet), and melamine formaldehyde (MF)
resin (Mel) modified. Afterwards, the water vapour char-
acteristics, i.e. water vapour sorption isotherms, equilib-
rium moisture content (EMC), dimensional stability of
specimens conditioned at 30, 65 and 90% RH and liquid
water characteristics, i.e. water absorption, maximum
moisture content (MC), leachability and swelling kinetics,
were determined and the results compared with reference
(Ref) specimens. From the results, it is evident that the scale
of wood-water interactions was highly dependent on the
thermal modification temperature and type of chemical
modification. The water vapour isotherms of thermally
modified wood decreased, whereas more severe treatment
exhibited more distinct reduction. The EMC values of the
Mel and TM; specimens decreased only at high RH, whereas
the most significant decrease, within the whole range of
observation, was found in the Acet group. The maximum MC
reduction was achieved by acetylation. As a consequence of
swelling reduction, dimensional stability expressed as anti-
swelling efficiency (ASE) was considerably improved. A
relatively high initial linear-phase swelling rate was found
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for the Ref specimens, whereas modified wood exhibited
comparatively slow and gradual swelling.

Keywords: acetylation; dimensional stability; melamine
formaldehyde (MF) resin; sorption isotherm; thermal
modification; wood modification.

1 Introduction

Wood is an important natural and renewable resource,
which has many technical advantages, such as its me-
chanical strength and stiffness in relation to its weight,
processing energy and aesthetic properties. However,
despite these unquestionably positive benefits, wood ex-
hibits some disadvantageous properties, such as dimen-
sional instability and susceptibility to fungal decay, which
are both strongly influenced by the absorption and
desorption of water from and to the surroundings. Water
absorption generally results in a decrease in strength and
leads to dimensional changes until the wood reaches the
fibre saturation point (FSP). These dimensional changes
caused by moisture content (MC) variations lead to internal
stresses, checks and other undesirable defects. Therefore,
the dimensional instability of wood affects its functionality
and the aesthetics of wood products during their service
life. Modifying wood reduces these natural disadvantages
considerably, enhancing its properties during its service
life. According to Sandberg et al. (2017), there are four main
types of treatment: (1) thermo-hydro (TM) and thermo-
hydro-mechanical (THM); (2) chemical; (3) those based on
biological processes and (4) physical treatments using
electromagnetic irradiation or plasma. In the present
research, the first two types of treatment will be studied
and discussed, i.e. thermal modification and two chemical
treatments: acetylation using acetic anhydride and modi-
fication using melamine formaldehyde (MF) resin.
Thermally modified timber is usually produced at a
temperature between 160 and 240 °C, which results in
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thermal degradation of the cell-wall components associ-
ated with chemical and structural changes (Boonstra and
Tjeerdsma 2006; Fengel and Wegener 1989). There are
various types of thermal modification, depending on the
applied temperature, time of treatment, treatment atmo-
sphere (inert gas, air, vacuum), closed or open systems, wood
species (important difference between softwoods and hard-
woods) and wet and dry systems (Hill et al. 2021). The pres-
ence of water vapour or water in the thermal modification
process significantly affects the heat transfer and the chemi-
cal reactions taking place in the wood. Thermal modification
results in mass loss (M;) which is related to the time and
temperature of treatment, the wood species — with hard-
woods exhibiting greater mass loss than softwoods under the
same conditions (Cermak et al. 2021) — and employed con-
ditions. Thermal degradation starts by deacetylation, and the
release of acetic acid acts as a depolymerisation catalyst,
which further increases polysaccharide decomposition
(Esteves and Pereira 2009). At the same time, hemicelluloses,
which are considered the most thermally labile of the wood
cell-wall polymers, undergo dehydration reactions associ-
ated with a decrease of hydroxyl (OH-) groups (Weiland and
Guyonnet 2003). In addition, cellulose crystallinity propor-
tionally increases due to the degradation of the amorphous
part of cellulose (Boonstra and Tjeerdsma 2006). Further-
more, new extractive compounds emerge from wood as a by-
product of degradation (Hakkou et al. 2005) and cross-linking
occurs in lignin, depending on the amount of water present
during the process (Altgen et al. 2016; Tjeerdsma and Militz
2005). As a result of these chemical changes, the concentra-
tion and accessibility of hydroxyl (OH-) groups are reduced,
leading to less wood-water interactions (Rautkari and Hill
2014). Although thermal modification of wood results in a
reduction of equilibrium moisture content (EMC), the effect
may be partially reversible depending on the conditions as
mentioned by Hill et al. (2021), Endo et al. (2016) and Cermak
et al. (2015). When water enters the cell walls of wood, they
swell, which is macroscopically reflected in a dimensional
change in the transverse directions of the wood. The dimen-
sional stability of thermally modified wood is typically
improved by (1) thermally degraded compounds remaining in
the cell wall, where they have a bulking property, and this
filled space is not available to water molecules; (2) removal of
OH- groups after thermal degradation of the cell wall, which
reduces the hygroscopicity and surface wetting and (3)
increased crosslinking within the cell-wall polymers, which
restricts the ability of the cell-wall matrix to swell and
accommodate sorbed water molecules (Hill et al. 2021).

The acetylation of wood using acetic anhydride —
(CH5C0),0 - is one of the chemical modifications most
studied and most commonly used commercially. The
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reaction of acetic anhydride with wood polymers results in
the esterification of accessible hydroxyl groups in the cell
wall and the formation of a by-product, acetic acid, which
is mostly removed from the modified wood at the end of the
process. Acetylation leads to an increase in the weight of
the wood due to the addition of non-polar acetyl groups.
Acetylated wood EMC reduction is attributed to the pres-
ence of covalently bonded acetyl groups in the nanopores
in the cell-wall matrix, which is consequently not available
for sorbed water molecules (Hill 2006; Papadopoulos and
Hill 2003; Popescu et al. 2014). The dimensional stability of
wood improves with increasing weight percentage gain
(WPG), due to this chemical reaction. However, other
studies favour different mechanisms, reporting that
dimensional stability is closely related to WPG or the
bulking effect of the cell wall and that the extent of
OH-substitution is irrelevant (Jones and Hill 2007; Papa-
dopoulos 2010).

The swelling and water uptake of wood can be reduced
by impregnation with thermosetting resins, forming a wood-
resin composite; research into wood modification with MF
resins has increased recently (Altgen et al. 2020a,b; Behr et al.
2018; Kielmann et al. 2014; Merline et al. 2012; Sandberg et al.
2017; Sint et al.2013). MF resins are formed by the reaction of
the primary amino groups of melamine with formaldehyde to
form methylol melamines (Pizzi 2003). Methylation of the
methylol melamine with methanol improves its miscibility
with water, limits self-condensation during storage and al-
lows the use of aqueous solutions of low molecular weight for
polymerisation inside the wood. The molecules are small
enough to enter not only the wood lumens but also the
nanopores in the water-swollen cell wall (Gindl et al. 2003;
Rapp et al. 2005). Heat curing at elevated temperatures
removes the water and induces self-condensation of the MF
resin via methylene bridges or ether bonds (Pizzi 2003). This
forms highly cross-linked MF resin macromolecules that are
no longer water-soluble and are irreversibly fixated in the
hierarchical structure of the wood (Rapp at el. 2005). When
the resin polymerises within the wood cell wall, it fills the free
space between the cell-wall matrix polymers to keep the cell
wall in a permanently swollen state, i.e. cell-wall bulking
(CWB). Therefore, water uptake into the cell wall is reduced,
which limits the dimensional changes of wood and enhances
its decay resistance. According to Altgen et al. (2020b), the
applied conditions (dry or wet) during heat-curing had a
significant effect on the moisture uptake of MF resin modified
wood. Dry curing resulted in more CWB and, therefore, in less
moisture uptake than in wood treated under wet curing
conditions. This consequently reduced the water-accessible
cell-wall pore volume in dry cured wood and counter-
balanced the moisture uptake by the resin itself.
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European beech (Fagus sylvatica L.) is one of the most
widespread and important tree species in Europe. Its pro-
portion is currently increasing in Central Europe, particu-
larly where coniferous plantations are being converted into
mixed forests (Brunetti et al. 2020). Beech wood is preferred
due to its material properties, especially because it is easily
workable and impregnable. However, it suffers from low
resistance to fungi and insects, and dimensional instability
when the wood’s MC changes below the FSP (e.g. by
weathering), so a means of modifying its properties would
be of great value. It is well known that the chemical and
thermal modifications discussed above improve the water-
related characteristics of wood. Although the effect of these
modifications has already been evidenced (Hill et al. 2021;
Sandberg et al. 2017), comprehensive and comparable
experimental data for beech wood modified by various
treatments are not available. Therefore, this study aims to
analyse (a) the water vapour and (b) the liquid water
related characteristics of modified beech wood. The work
described in this paper will be followed by mechanical tests
of modified wood under various moisture conditions to
produce comprehensive performance data.

2 Materials and methods

European beech (F. sylvatica L., dry density 727 kg/m®) wood harvested
from the Training Forest Enterprise, Masaryk Forest Kitiny of Mendel
University in Brno, Czech Republic, was studied. Logs harvested from
17 different trees were sawn using a plain-sawn cutting pattern to
achieve central planks with quarter-sawn grain (symmetrical around
the pith), with a thickness of 65 mm and length of 3000 mm. Planks
were kiln-dried to 12% of MC before further processing. Each plank
was cut into six beams (60 x 110 x 650 mm; R x T x L) representing the
modification groups, i.e. untreated reference (Ref), MF resin modified
(Mel), thermal modified at 180 (TM,), 200 (TM,) and 220 °C (TM5) and
acetylated (Acet). Each beam was further cut to make the samples
(60 x 25 x 650 mm; R x T x L) used for modification processes.

2.1 Wood modification

2.1.1 Melamine formaldehyde resin modification: The samples were
vacuum-impregnated at 10 kPa (absolute pressure) for 1 h with an
aqueous solution of low molecular weight melamine resin (Madurit
MW 840/75WA; Prefere Melamines GmbH, DE) using a laboratory
vacuum pressure impregnation plant (J. Hradecky spol. s r.o., CZ,
vessel volume 50 1). The MF resin was supplied as an aqueous stock
solution with a pH of 9.7 (50% non-ionic water at 20 °C). Solutions with
solid contents of 25% (dilution with deionised water) were selected for
testing based on preliminary test studies. After vacuum impregnation,
the samples were kept in the solution at ambient pressure for 1 h. They
were then removed from the aqueous solution and carefully dried to
prevent cracking. After two weeks at laboratory conditions (20 + 1 °C),
the samples were placed in the oven and exposed to the following
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temperature sequence: 30, 60 and 103 °C for 48 h each. WPG (%), R
(kg/m®) and CWB (%) values were used as indicators of impregnation
quality and calculated according to Equations (1)—(3).

WPG (%) = (dry mass modifiea) — dry MasS unmodiiea) )/ Ay mass unmodiea; (1)
R(kg/m?) = (dry mass modgiiee — A1y MaSSfunmoditiea) )/ Ary volume unmoditea;  (2)

CWB (%) = (dry VOlume[modiﬁed] - drYVOhlme[unmodiﬁed])/drYV01ume[unmodiﬁed] (3)

2.1.2 Thermal modification: Thermal modification at 180 (TM;), 200
(TM,) and 220 °C (TMs) was carried out in a laboratory chamber (Katres
spol. s 1.0., CZ, volume 0.7 m’) in a superheated steam environment at
atmospheric pressure. The treatment was performed in five stages: an
initial heating rise at 10 °C/h to drying temperature (103 °C); 70 h at this
temperature; a second rise at 4 °C/h to reach 130 °C; a third rise at
30 °C/h until the maximum temperatures (180, 200 and 220 °C) were
reached; maintained at maximum temperature for 3 h; and natural
cooling. The process intensity and degree of thermal modification was
determined by mass loss (M;; %), based on oven-dry (103 + 2 °C) mass
before and after the thermal modification process. The M; was
calculated according to Equation (4).

(4)

My (%) = (dry mass unmodified) — Ay Mass modified ) /A1y MaSS (unmoditieq)

2.1.3 Acetic anhydride modification — acetylation: The oven-dried
samples were vacuum-impregnated at 10 kPa (absolute pressure) for
0.5 h with acetic anhydride (Acet) using a laboratory vacuum-pressure
impregnation plant (J. Hradecky spol. s r.0., CZ, vessel volume 50 1).
After vacuum impregnation, the samples were kept in the chemical at
ambient pressure for 0.5 h, then placed in stainless-steel containers
and sealed during the acetylation. The acetylation reaction took place
at 120 °C in a hot-air oven (Sanyo MOV-212P) for 24 h. On completion,
the samples were dried to 0% MC (12h at 30 °C, 12h at 60 °C and 48 h at
120 +2 °C). The WPG, R and CWB values were calculated according to
Equations (1)—(3).

2.2 Chemical analysis

The reference, MF resin modified, thermally modified and acetylated
specimens were disintegrated into sawdust (fraction size 0.5-1.0 mm)
and extracted in a Soxhlet apparatus with a mixture of ethanol and
toluene according to ASTM D 1107-96 (2013). The lignin content was
determined according to ASTM D 1106-96 (2013), the holocellulose
content according to the method reported by Wise et al. (1946) and
the cellulose content according to the method by Seifert (1956). The
hemicellulose content was calculated as the difference between the
holocellulose and cellulose contents. The result was taken as the mean
percentage of three oven-dry wood repetitions.

2.3 Wood-water interaction measurements

2.3.1 Dynamic water vapour sorption: The sorption behaviour of the
modified beech wood was analysed with dynamic vapour sorption
(DVS) equipment (DVS Resolution, Surface Measurement Systems
Ltd., UK) using liquid deionised water. The device consists of a mi-
crobalance in a cabinet with controlled temperature and RH. The latter
was achieved by mixing dry and saturated carrier gas (N,) using a
digital mass flow controller. Prior to the sorption measurements,
30 mg samples of wood were cut from each specimen group with a
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razor blade in a sledge microtome (WSL, Switzerland) and placed on
the sample holder in the DVS microbalance. Sorption isotherm anal-
ysis was carried out for three repetitions for each group. The sorption
isotherms were determined in the following sequence: 0, 5, 10, 15, 20,
30, 40, 50, 60, 70, 80, 85, 90 and 95% RH, which was followed by the
same sequence in reverse order to 0% RH. The sorption measurements
were run at a constant temperature of 25 + 0.1 °C and a nitrogen flow of
200 sccm. The first step of 0% RH was combined with preheating
(103 °C, 240 min) to reach the dry mass of the sample. Based on pre-test
results, the optimal time for reaching the equilibrium state at indi-
vidual steps of the TM; samples was determined. These step time
intervals were further applied to other tested samples and ranged from
240 min (low RH) to 3020 min (95% RH). Data from the microbalance
were acquired every 10 s. The MC was determined based on the sample
mass at the end of each RH step using the oven-dry method according
to EN 13183-1 (2002). The results were taken as the mean of three
repetitions.

2.3.2 Equilibrium moisture content: The oven-dried specimens of
dimensions 20 x 20 x 20 mm (R x T x L) were measured (accuracy of
0.01 mm), weighed (accuracy of 0.001 g) and conditioned at various
relative humidities (RHs), i.e. 30, 65 and 95% RH at 20 + 1 °C until the
specimens reached EMC, i.e. when less than 0.5% weight difference
between measurements (five days) was found. The EMC data were
further recalculated to reduced equilibrium moisture content (EMCg)
according to Equation (5), which is the mass ratio of moisture to dry
wood substance, i.e. where the mass of the modification agent is
deducted from the dry mass. The radial, tangential and volumetric
swelling (S) was calculated at each RH level according to Equation (6).
The anti-swelling efficiency (ASE) and moisture exclusion efficiency
(MEE) were calculated according to Equations (7) and (8).

EMCk (%) = EMC(1 + WPG)/100 (5)

S.1.v (%) = (dimension a pyc; ~ dimensions [o,en ary) ) /AIMeNSion [pyen ary] (6)
ASE (%) = (swellingyymodifiea; ~ SWelling mogifiea) / welling ynmodified) (7)
MEE (%) = (EMCunmoified) ~ EMCmoditied) )/ EMC unmodified) (8)

WRE (%) = (MC [unmodified] — MC [modified] )/Mc[unmodiﬁed] (9)

2.3.3 Water soaking and leachability: The oven-dried specimens of
dimensions 20 x 20 x 20 mm (R x T x L) were measured (to an accuracy
of 0.01 mm), weighed (to an accuracy of 0.001 g) and immersed in
deionised water (20 °C) in laboratory glass beakers; the wood-to-water
ratio was approx. 1/5. The specimens’ mass was measured after 2, 4, 6,
10, 24, 48, 72, 144,168, 192, 384 and 720 h and expressed as a function
of water uptake (MC) over time. After each measurement the deionised
water was renewed. The specimens were left soaking in the water to
reach maximum MC. Maximum swelling, ASE and WRE were calcu-
lated according to Equations (6), (7) and (9). The leachability of the
analysed specimens was determined on oven-dried mass before and
after water soaking (approx. three months).

2.3.4 Swelling kinetics: The oven-dried specimens of dimensions
20 x 20 x 20 mm (R x T x L) were measured (accuracy of 0.01 mm),
weighed (accuracy of 0.001 g) and immersed in deionised water for
48 h at 20 °C. The radial and tangential dimensions of the specimens
were continuously measured by displacement transducers (WA/
20 mm, HBM, Inc., USA, accuracy of 0.02 mm) and data were trans-
mitted by an acquisition system (QuantumX, MX440A, HBM, Inc.,
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USA) and software (catman Easy, HBM, Inc., USA) to the computer
every 5 s. Afterwards, the radial and tangential swelling were calcu-
lated. The radial and tangential swelling kinetics of all groups were
compared using the relative slopes of the linear part of the swelling
curves calculated as a function of a tangent as follows: Ay/Ax. The
beginning and end of the linear phase of the plots were determined at
intervals of 10% and 50% of the maximum swelling after 48 h of
immersion. The swelling kinetics are presented as relative swelling
rate per time unit. Results were taken as the mean of five repetitions.

2.4 Data processing and statistical analysis

The data were processed, evaluated using one-factor analysis of
variance (ANOVA), completed with Tukey’s honest significance test
(HSD) and graphed by OriginPro (version 9.0). Statistically significant
differences were considered at p < 0.05.

3 Results and discussion
3.1 Wood modification efficiency indication

The values of WPG, R and CWB of MF resin modified and
acetylated specimens, and the mass loss (M;) of thermally
modified specimens are listed in Table 1. These values are
generally considered the first indicators of the degree of
modification achieved (Esteves and Pereira 2009; Hill
2006; Sandberg et al. 2017).

As expected, higher M; values were achieved as more
severe thermal treatments were applied. These results are
in agreement with previous findings reported by Cermak
et al. (2021), Ferrari et al. (2013) and Esteves and Pereira
(2009). According to Ferrari et al. (2013), the mass loss of
spruce, beech and oak wood thermally modified at 220 °C
for 3 h was 5.7%, 9.4% and 13.0%, respectively. The in-
fluence of treatment temperature on M; is generally more
pronounced than the influence of the treatment time. Ac-
cording to previous studies, it is evident that the thermal
degradation reaction kinetics are strongly influenced by the
wood species and their respective chemical compositions

Table 1: Average densities, mass loss, weight percentage gain
(WPG), retention (R) and cell-wall bulking (CWB) effect for modified
groups.

pokg/m) M, (%) WPG (%) R(kg/m?>)  CWB (%)
Ref 727 (44) - - - _
Mel 841 (35) - 19.4(1.9) 696(36) 2.9(1.3)
™,  715(36) 1.4(0.1) - - -
™,  708(27) 2.7(0.2) - - -
T™; 694 (51) 8.6(0.6) - - -
Acet 746 (26) - 249(1.2) 463(30) 18.4(1.7)

Numbers in parentheses represent standard deviation.
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which undergo thermal decomposition; hardwoods have
been shown to be more sensitive to thermal degradation
than softwoods (Chaouch et al. 2013). These differences may
be explained by the different types of hemicellulose or the
higher lignin content of softwoods compared to hardwoods
(Fengel and Wegener 1989), the greater amount of acetic
acid released from hardwood hemicelluloses (Candelier
et al. 2011; Prins et al. 2006) or the heat transfer phase
defined by the thermal properties of wood (Chaouch et al.
2010).

The extent of the reactions of acetic anhydride and MF
resin with wood are invariably reported as WPG and CWB,
indicating the mass and volume change after curing. Behr
et al. (2018a) reported a WPG of 15.4% for beech wood
modified by MF resin (19% solid content), which is in
agreement with the present study. Similar results were
published by Behr et al. (2018b) and Altgen et al. (2020b),
who reported WPG of 13.7% and 11.9 (10% solid content)
and 26.1% (25% solid content) for beech and pine wood,
respectively. CWB was reported to be 2.8-3.6%, depending
on the solid content and curing conditions. According to
Altgen et al. (2020b) and Biziks et al. (2019), the CWB is
dependent on the molecular size and concentration of
treatment solution and used curing conditions.

Asreported earlier by Minato et al. (2003), Obataya and
Minato (2009) and Popescu et al. (2014), WPG results are
influenced by wood species, the reaction temperature and
time and the type of catalyst, if any, used during acetyla-
tion. For instance, Beckers and Militz (1994) reported that a
WPG of 10% was already sufficient to reduce EMC and
protect acetylated beech wood against soft-rot attack,
while a WPG of more than 20% was required to prevent
acetylated pine from being degraded by brown rot fungus.
Bollmus et al. (2015) reported WPGs of 20.7, 23.4, 19.3 and
20.0% for beech, alder, lime and maple wood, respectively.
However, only maple and alder wood specimens provided
high quality after acetylation, while further adapted pro-
cess parameters or a limitation in board width are sug-
gested for the acetylation of a highly unstable wood species
like beech. Dong et al. (2016) reported CWBs of 11.8 and
6.8% for acetylated pine and poplar wood (4 h reaction
time) with WPGs of 23.0 and 18.7%, respectively. In the
present study the WPG and CWB were higher, most prob-
ably due to the different wood species and time of the
acetylation reaction.

3.2 Analysis of chemical changes

Thermal modification and acetylation led to significant
changes in chemical composition, whereas MF resin
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modification shows only minor chemical composition
changes (Table 2). The thermal modification of wood
resulted in a decrease in the amount of polysaccharide, and
the decrease was more noticeable at higher temperatures.
The content of holocellulose in TM; was approximately
81% of its content in the reference group. This is caused by
the degradation of hemicelluloses which are the most
thermally labile of the cell-wall polymers. The degradation
of wood starts with the deacetylation of hemicelluloses,
followed by the release of acetic acid, which catalyses the
depolymerisation reactions of polysaccharides, first
degrading hemicelluloses and the amorphous regions of
the cellulose macromolecule. The crystalline regions of
cellulose are more thermally stable due to their organised
structure. Therefore, the cellulose content relatively
increased with increased modification temperature. A
lignin content of 20.5% was determined in the reference
specimens. Under the influence of heat and also acetic acid
released by the degradation of hemicelluloses, the cleav-
age of aryl-ether linkages may occur. Consequently, more
reactive and unstable free radicals are formed, leading to
condensation reactions of lignin with hemicellulose
cleavage products or to lignin macromolecule cross-
linking (Da Silva et al. 2013; Nuopponen et al. 2004;
Tumen et al. 2010; Wikberg and Maunu 2004). The
emerging products have greater stability. This may be a
reason for the increase in lignin content in the thermally
modified groups. Thermal modification also resulted in a
significant increase in extractive content. This can be
explained by the release of the degradation products of
lignin and saccharides into the extraction mixture, or by
their condensation reactions with the extractives originally
present in beech wood. A similar trend was obtained also in
other studies (Severo et al. 2016; Wang et al. 2015).
Cellulose, which makes up more than 38% of the wood
structure, is less reactive with acetic anhydride and more
thermally stable than hemicelluloses. According to Zhao
et al. (1987), cellulose reacts during wood acetylation only
above 20% WPG and the degree of crystallinity changes
above 25% WPG. Sun et al. (2019) found that the degree of
acetylation of larch and pine wood cell-wall polymers
increased with increasing WPG until all the main compo-
nents of wood (cellulose, hemicelluloses and lignin) were
acetylated. However, during the acetylation process, acetic
acid was formed and the degradation of lignin and the acid
hydrolysis of carbohydrates occurred simultaneously.
Hemicelluloses have shorter polymer chains, are not
crystalline and are composed of both hexose and pentose
sugars. Hemicelluloses are very reactive and proportion-
ally contain the most hydroxyl groups (Sadeghifar et al.
2014; Winandy and Rowell 1984). When hydroxyl groups
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Table 2: Results of chemical analysis of reference and modified groups expressed in relative %.

Holocellulose (%) Cellulose (%) Hemicelluloses (%) Lignin (%) Extractives (%)
Ref 76.9 (0.1) 38.4(0.3) 38.5(0.3) 20.5 (0.1) 2.6 (0.1)
Mel 76.7 (0.2) 35.5(0.1) 41.2 (0.3) 22.3(0.2) 1.0 (0.1)
™, 75.9 (0.5) 41.9 (0.1) 34.0 (0.6) 21.4(0.1) 2.6 (0.1)
™, 71.8(0.1) 46.1 (0.6) 25.7 (0.6) 24.2(0.2) 3.9 (0.1)
™3 62.4(0.1) 52.2(0.3) 10.2 (0.3) 30.6 (0.1) 7.0 (0.1)
Acet 81.4(0.2) 31.1 (0.1) 50.3 (0.2) 15.9 (0.2) 2.7 (0.1)

Numbers in parentheses represent standard deviation.

are substituted by acetyl groups, hemicelluloses are mostly
acetylated and increase the weight of the polymer. This is
reflected by the increase from 38.5% to 50.3%. Lignin also
reacts with acetic anhydride (Hill 2006; Sadeghifar et al.
2014), but it has fewer -OH groups available for acetylation
than hemicelluloses. The proportion of lignin was reduced
from 20.5% to 15.9%.

The chemical changes in the main wood components
caused by MF resin modification were minor compared to
other treatments. While the cellulose content decreased by
almost 3%, in contrast, the hemicellulose content increased
by approximately the same proportion. Bollmus et al. (2020)
also mentioned the possible effect of formaldehyde, which
can react with cellulose and cause its hydrolysis. The lignin
and extractives content were affected slightly by the MF
resin modification.

3.3 Dynamic water vapour sorption

The sorption isotherms shown in Figure 1 provide impor-
tant information on changes in the adsorption and
desorption process due to the experimental modifications.
It is evident from the plots that the scale of the EMC
decrease is dependent on the TM temperature and type of
chemical modification. A more distinct reduction in the
EMC was observed as more severe thermal treatments were
applied. The EMC (at 95% RH) decreased from 22.3% to
20.3, 18.1 and 11.5% for TM;, TM, and TMs, respectively,
which represents 8.9, 18.8 and 48.3% reduction. The
reduction in EMC is commonly explained by a decrease in
hydroxyl groups, mainly in the least thermally stable
hemicelluloses, having active sorption sites available
within the wood cell walls (Table 2). It was also reported
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Figure 1: Sorption isotherms (adsorption and desorption) and hysteresis plotted as a function of relative humidity (RH) for reference and
modified wood specimens measured by dynamic vapour sorption (DVS) (Ref — untreated beech, TM; — thermally modified at 180 °C, TM, -
thermally modified at 200 °C, TM5 — thermally modified at 220 °C, Mel - melamine resin modified, Acet — acetylated).
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that the TM may cause additional ultrastructural reor-
ganisation of cellulose from the less ordered amorphous
state to the crystalline one, which further effects a reduc-
tion in the available sorption sites (Hill et al. 2013; Olek
et al. 2013). Below ca. 60% RH, TM, showed almost iden-
tical EMC to the reference specimens. This can be assigned
to the insufficient M; at 180 °C (1.4%). MF resin modified
specimens exhibits even higher EMC over whole range of
RH, which can be assigned to additional water adsorption
by MF resin itself as reported by Altgen et al. (2020b).
After conditioning at 95% RH, the EMC of MF resin-
modified specimens decreased to 20.8%, which represents a
6.7% reduction. Altgen et al. (2020b) studied the effect of
curing conditions on the sorption behaviour of MF resin
modified Scots pine (Pinus sylvestris L.) sapwood. EMC re-
ductions of 10 and 15% were reported only above ca. 80% RH
for dry-cured samples with 10 and 25% solid content of MF
resin, respectively. The opposite effect was reported for wet-
cured samples within the whole range of RH as well as for
dry-cured samples at RH below ca. 80%, which was further
discussed by Altgen et al. (2020b). The same results were
reported by Hosseinpourpia et al. (2016), who measured only
a slight reduction of the EMC in the high RH (above 70-80%)
range of adsorption and desorption isotherms of MF resin
modified wood (WPG 18%). Bollmus et al. (2020) reported
lower EMCs for methyl-etherified MF resin treated Scots pine
at all concentrations tested. However, the reduced EMC,
which was on the basis of dry weight before modification and
which eliminated the additional weight of the modification
agent in wood, showed any no significant decrease in EMC.
Evidence for covalent bonding between MF resins and both
the lignin and cellulose components of wood have been re-
ported (Troughton 1969). The MF resin occupied space within
the cell wall that would otherwise be used by water mole-
cules, which led to a reduction in the hygroscopic properties
of the wood (Qin et al. 2019). The EMC values of acetylated
specimens in the adsorption and desorption isotherms
significantly decreased and the slope (EMC/RH) of the
isotherm was significantly reduced compared to the
reference (Figure 1), similarly to TMs3. The EMC of acety-
lated wood, measured at 95% RH, decreased to 12.3%,
which represents a 44.7% reduction. Himmel and Mai
(2015) reported a reduction of 45% for acetylated Scots
pine wood with a WPG of 20.4%. Similar results were
reported by Popescu et al. (2014), who reported 11.6, 18.9,
32.3 and 46.5% reductions for acetylated birch wood at
WPGs of 3, 7, 10 and 16%, respectively. The EMC reduc-
tion of the acetylated wood was reported to be because
the bonded reagent bulks the cell wall or because hy-
groscopic OH- groups are blocked (Hill 2006).
According to the results shown in Figure 1, it is evident
that the reference and all modified groups exhibit the
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hysteresis phenomenon common in wood (Hill et al. 2009;
Skaar 1988; Walker 2006). However, with the same expo-
sure history, modification reduced hysteresis, although
the TM;, TM, and MEL specimens showed no significant
difference from the reference. The hysteresis effect has
been explained in the literature, and various explanations
have been proposed from chemical and physical view-
points, such as different concentrations of the hydroxyl
groups taking part in adsorption and desorption (Urquhart
1959), the formation of metastable states of adsorbate in
fixed pores (Neimark et al. 2000; Sander et al. 2005) and
relaxation of swelling stress due to matrix stiffness of
glassy solids below the glass transition temperature,
which leads to different physical states during adsorption
and desorption (Hill et al. 2010; Lu and Pignatello 2002).
The most significant difference between the sorption and
desorption process was found for the TM; and Acet spec-
imens, especially at a RH range of ca. 60—-80%. This is
consistent with previous observations that the effects of
wood modification mainly occur at the high end of the RH
range, as reported by Popescu et al. (2014), Hill et al. (2013)
and Xie et al. (2011a,b). However, it is important to note
that recent studies have shown that there is a significant
difference between the determination of sorption hyster-
esis by scanning and desorption isotherms (Fredriksson
and Thybring 2018) and therefore it may be difficult to
interpret these results; further detailed study is needed.

3.4 Equilibrium moisture content

The EMC values measured on the microtome slice (30 mg)
by means of the DVS apparatus were further verified by
solid wood specimens conditioned at 30, 65 and 90% RH;
the results are expressed as MEE (Figure 2A). When results
were compared with those of sorption isotherms, only
minor differences, within the range of 0.1-1.7%, were
found. The maximum values of MEE, measured at 90% RH,
were achieved for thermally modified (TMs) and acetylated
wood, i.e. + 56.5%. Even though the slightly different EMC
reduction was measured by means of DVS at 95% RH,
when EMC values were compared at 90% RH, both ana-
lyses showed almost the same value (less than 1% of MEE).

3.5 Maximum moisture content and
leachability

The maximum MC and leachability of wood specimens
after water soaking are shown in Figure 2B. The reference
beech wood reached maximum MC (with standard devia-
tion) of 101% (9%), which significantly decreased for all
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Figure 2: Equilibrium moisture content (EMCg) of solid specimens measured at 30, 65 and 90% RH, together with moisture exclusion
efficiency (MEE) (A), and maximum moisture content (MC) after water soaking together with water repellence efficiency (WRE) and

specimen leaching (B). The same letters between the modified groups
0.05 level (Ref — untreated beech, TM; — thermally modified at 180 °C,
220 °C, Mel — melamine resin modified, Acet - acetylated).

modified groups. The Mel, TM, and TM; exhibit almost
identical values with no statistical differences between
groups. The maximum water repellence efficiency (WRE) was
achieved by acetylation (46.3%). In all treatments, the WRE
must be at least partly attributed to a reduction of bonded
water in the cell wall. However, the significant decrease of
maximum MC is in contrast to increased pore size and the
total porosity of thermally treated wood (Jang and Kang
2019), which should allow more liquid water to be absorbed.
Moghaddam et al. (2016) showed almost unchanged porosity
in Southern yellow pine after acetylation, whereas acetyla-
tion strongly decreased swelling but the effect on capillary
uptake was minor. On the other hand, a significant water
uptake decrease after acetylation was shown by Adebawo
et al. (2016) for obeche wood (WRE 20-60%). In general,
water uptake of wood can be reduced through (a) altering the
surface properties of the wood in a way that hinders water
uptake and (b) blocking penetration pathways for capillary
water uptake (Pries et al. 2013). It is believed that alteration of
the cell-wall surface by increasing its hydrophobicity — i.e.
contact angle — leads to decreased water uptake of acetylated
and thermally modified wood (Adebawo et al. 2016; Esteves
and Pereira 2009). Decreased porosity caused by cell-wall
swelling into the lumina and occluding some of them in the
latewood of beech after acetylation (WPG around 20%),
which was observed by Sander et al. (2003), can also lead
to lower water uptake. When wood is impregnated with
thermo-setting resin, it partly diffuses into the cell wall and
partly fills the cell-wall voids and cell lumina after curing

indicates that the difference of the means is not significant at the
TM, - thermally modified at 200 °C, TM5 — thermally modified at

(Altgen et al. 2020a; Qin et al. 2019), thereby blocking the
space for free water and preventing water penetration into the
cell wall.

The leaching of tested specimens did not exceed 3%,
while the highest values were found in thermally modified
specimens (2.5%) and the lowest in acetylated (0.6%). Ac-
cording to the chemical analysis, the number of extractives
within thermally modified wood was increased significantly
(Table 2) and therefore these newly formed extractives can
leach out. This has previously been reported by Biziks et al.
(2015); Cermak et al. (2015), who noted the deterioration of
water-related properties after several soaking cycles. It is
believed that the majority of the newly formed extractives
could be leached out, which would hinder the penetration of
water molecules into the cell wall (Biziks et al. 2015). It was
found that the mass losses of PF, MF and UF treated softwood
samples were less than those of the untreated samples,
indicating that resins were retained by wood components
(Deka and Saikia 2000). Similar results are presented by Behr
(2019), when leaching of cured MF impregnated beech wood
led to slightly less mass loss than reference beech (0.8 and
1.3%, respectively).

3.6 Wood swelling
The effects of the experimental modifications on the

dimensional stability of wood at various RH levels and after
water soaking were compared to untreated specimens as a
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reference and expressed as radial, tangential and volu-
metric swelling (Figure 3). The swelling of untreated wood
is known to be highest in the tangential direction, and even
if previous studies have reported a reduction in anisotropic
behaviour due to wood modification (Esteves et al. 2008;
Sailer et al. 2000), it was only partly confirmed in the
present study. The radial and tangential swelling ratio of
reference specimens measured at 90% RH was approxi-
mately 0.53 (0.07) and changed for the TMs, Mel and Acet
groups, i.e. 0.59 (0.09), 0.60 (0.06) and 0.64 (0.07),
respectively. A statistically significant difference was
proved only for the Acet group at the 0.05 level. Even
though the differences between the radial and tangential
swelling still remains, the experimental modification
partly contributed to the decrease of wood anisotropy.
Volumetric swelling (with standard deviation), measured
at 90% RH, decreased from the original 15.0 (0.7) to 11.0%
(0.7%) for mild thermal modification (TM;) and to 8.5%
(0.4%) and 5.8% (0.4%) for severe treatments (TM,, TM;),
respectively. MF resin specimens exhibited almost iden-
tical results to TM;, which was already observed from the
EMC results.
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A large swelling reduction was achieved by wood
acetylation, where radial, tangential and volumetric
swelling was 1.2 (0.2), 1.9 (0.3) and 3.1% (0.4%). As a
consequence of swelling reduction, the dimensional sta-
bility expressed as ASE was considerably improved. The
dimensional stability improvement was more significantly
pronounced at higher RH levels. A similar trend in the
swelling behaviour of modified wood was found after
exposure to liquid water (Figure 3B). However, the radial,
tangential and volumetric swelling depended on the water
phase used in the test — water vapour (RH 90%) or liquid
water (RH 100%). These conditions create different equi-
librium moisture levels in the wood and therefore different
swelling values. According to Engelund and Fredriksson
(2021), cell-wall water absorption is significantly more
pronounced at higher RH (above 90% RH), which causes
more swelling.

Water absorption of modified beech wood specimens
measured as a function of immersion time was significantly
lower than for the corresponding reference specimens
(Figure 4). These results are in line with reported increases
of dimensional stability, reduced hygroscopicity and water
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Figure 3: The radial, tangential and volumetric swelling of reference and modified specimens conditioned at 30, 65 and 90% RH (A), and after
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adsorption by the cell wall after thermal modification,
acetylation and MF resin modification. For all tested
groups, the wood specimens exhibited an initially high rate
of water uptake followed by a relaxation phase in which
water uptake was very slow (Kumar and Flynn 2006). It is
evident that, during the first phase of water soaking,
reference and thermally modified specimens quickly (2—
6 h) reached a moisture level in excess of the original FSP
(+25%), whereas MC of acetylated and MF resin impreg-
nated specimens increased more gradually, as can be seen
in the magnified area in Figure 4. At the beginning of the
water immersion, capillaries and cavities near the surface
are filled up with water very fast. Hence, it can be assumed
that the water concentration on the surface is raised to
saturation almost immediately. However, the water moves
freely in large cavities, but in small ones the presence of
trapped air bubbles influences the water movement inside
the material. The surface hydrophobicity increases as a
result of wood modification and therefore the water ab-
sorption decreases and water molecules cannot penetrate
into previously available pores. At the same time, the
diffusion of water from capillaries into the cell wall is
ongoing phenomenon (Engelund et al. 2013; Noorolahi
et al. 2008).

During the diffusion process, a difference in concen-
tration between the various cellular layers is established.
Water migrates from the more concentrated medium to-
wards the less concentrated one. The rate of water ab-
sorption depends on the difference between the saturation
water content and water content at a given time, which is
called the driving force. In other words, moisture diffusion
into the wood takes place because of the moisture gradient

DE GRUYTER

between the surface and the centre of the wood specimens.
As water absorption proceeds, the MC increases,
decreasing the driving force and consequently the ab-
sorption rate. The process ceases when the wood attains
the FSP. In general, the force which retains the interstitial
water molecules is weaker than that exerted on the bound
water molecules (Fotsing and Tchagang 2005; Skaar 1954;
Stamm 1959). The most significant water uptake reduction
was recorded for acetylated specimens, i.e. 70% MC was
measured for reference and 44% for acetylated. However,
after 720 h of water soaking, the TM,, TM;, Acet and Mel
groups exhibited only a minor MC increase (+1-5 %),
whereas the MC of Ref and TM; gradually increased and
reached maximum after prolonged water soaking as shown
in Figure 2B.

3.7 Swelling kinetics

The radial and tangential swelling kinetics of the reference
and modified specimens during 48 h of water immersion
are shown in Figure 5. A relatively high initial linear-phase
swelling rate (LS,) was found for the reference specimens,
while modified specimens exhibited comparatively slow
and gradual swelling.

Even though MF resin modified specimens exhibited
similar linear phase swelling as the reference during the
first few hours, it slowed down gradually afterwards. The
linear-phase swelling rate provides interesting information
about how the native and modified wood behaved in the
initial swelling period of wood-water interaction. However,
Cermak et al. (2021) and Nopens et al. (2019) reported that
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the linear-phase swelling rate depended on the size of
the specimen and therefore it is suggested to relate the
observed swelling kinetics of modified wood to that of the
reference to produce a linear-phase swelling ratio.

The linear-phase swelling rates and ratios are pre-
sented in Table 3. These results may be used to predict the
swelling of modified specimens based on the knowledge of
swelling Kinetics of native beech wood. The decrease in
swelling kinetics reflects the reduced ability of modified
wood to absorb water molecules (liquid water and water
vapour) after acetylation, thermal modification and MF
resin impregnation as a result of bulking of the cell wall by
bounded acetyl, OH- group blocking and the thermal
degradation of the cell wall (Altgen et al. 2020a,b; Cermak
et al. 2021; Popescu et al. 2014).

From the linear-phase swelling ratios it can be
concluded that wood modification was more significantly
pronounced at tangential swelling, which is partly
confirmed by Figure 3B, especially for the TM3 and Acet
groups. The maximum radial and tangential swelling

results observed during dynamic swelling analysis are in
agreement with previous findings shown in Figure 3B, even
though data variability has to be taken into account due to
the shorter time of water immersion (48 h) when compared
to the water soaking test (over 30 days).

4 Conclusions

The water vapour and liquid water related characteristics of
beech wood treated by thermal modification, acetylation
and MF resin impregnation were significantly improved. As
a result of a significant decrease in the amount of poly-
saccharide, mainly caused by the degradation of hemi-
celluloses which are the most thermally labile components
of wood, the EMC of thermally modified wood decreased
and radial, tangential and volumetric swelling was reduced.
The swelling kinetics of thermally modified wood reflect the
reduced ability of specimens to absorb water molecules; and
the decrease was more noticeable at higher temperatures.

Table 3: The linear-phase swelling rate (LS,) and ratio for reference and modified wood.

Linear-phase swelling rate (%/min)

Linear-phase swelling ratio

Ref Mel ™, ™, ™; Acet
R 0.034 0.032 0.026 0.025 0.018 0.015 10:9.7:7.7:7.4:5.3:4.4
T 0.077 0.070 0.039 0.032 0.030 0.024 10:9.1:5.1:4.2:3.9:3.1
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MF resin impregnated specimens exhibited comparable
behaviour to those thermally modified at lower tempera-
tures; however, significant changes were found at the higher
end of the RH range and after liquid water exposure. Even
though MF resin modified specimens exhibited a similar
linear phase to the reference during initial swelling, this
slowed gradually afterwards. The most significantly pro-
nounced improvement in the water-related properties was
found for acetylated wood, where improvement of 50% or
more was achieved for all studied wood-water related
characteristics. Reported wood modifications also partly
contributed to the reduction of the hysteresis effect between
adsorption and desorption curves and a decrease of beech
wood anisotropy. All studied wood modifications provided a
high efficiency against interactions between wood and wa-
ter, whereas more detailed analysis of MF resin modified
wood needs more attention, as heat-curing conditions may
have a significant effect on the water-related properties, as
reported recently in the scientific literature.

Author contributions: All the authors have accepted
responsibility for the entire content of this submitted
manuscript and approved submission.

Research funding: This study was funded by the Czech
Science Foundation (GACR), project no. 19-25171Y “Multi-
scale Hygro-thermo-mechanical Behaviour of Modified
Wood-based Materials”.

Conflict of interest statement: The authors declare that
they have no conflicts of interest regarding this article.

References

Adebawo, F.G., Naithani, V., Sadeghifar, H., Tilotta, D., Lucia, L.A.,
Jameel, H., and Ogunsanwo, 0.Y. (2016). Morphological and
interfacial properties of chemically-modified tropical hardwood.
RSC Adv. 6: 6671-6576.

Altgen, M., Hofmann, T., and Militz, H. (2016). Wood moisture content
during the thermal modification process affects the improvement
in hygroscopicity of Scots pine sapwood. Wood Sci. Technol. 50:
1181-1195.

Altgen, M., Awais, M., Altgen, D., Kliippel, A., Mdkeld, M., and
Rautkari, L. (2020a). Distribution and curing reactions of
melamine formaldehyde resin in cells of impregnation modified
wood. Sci. Rep. 10: 1-10.

Altgen, M., Altgen, D., Kliippel, A., and Rautkari, L. (2020b). Effect of
curing conditions on the water vapor sorption behavior of
melamine formaldehyde resin and resin modified wood. Mater.
Sci. 55: 11253-11266.

ASTM D 1106-96 (2013). Standard test method for acid insoluble lignin
in wood. ASTM International, West Conshohocken, PA, USA,
Available at: www.astm.org.

ASTM D 1107-96 (2013). Standard test method for ethanol-toluene
solubility of wood. ASTM International, West Conshohocken, PA,
USA, Available at: www.astm.org.

DE GRUYTER

Beckers, E.P.). and Militz, H. (1994). Acetylation of solid wood. In:
Second Pacific Rim bio-based composites symposium,
Vancouver, Canada, pp. 125-135.

Behr, G. (2019). The influence of melamine treatment in combination
with thermal modification on the properties and performance of
native hardwoods, Doctoral thesis. Géttingen, Germany, Georg-
August-Universitat Gottingen.

Behr, G., Bollmus, S., Gellerich, A., and Militz, H. (2018a). The
influence of curing conditions on the properties of European
beech (Fagus sylvatica) modified with melamine resin assessed
by light microscopy and SEM-EDX. Int. Wood Prod. J. 9: 22-27.

Behr, G., Bollmus, S., Gellerich, A., and Militz, H. (2018b).
Improvement of mechanical properties of thermally modified
hardwood through melamine treatment. Wood Mater. Sci. Eng.
13: 262-270.

Biziks, V., Andersons, B., Sansonetti, E., Andersone, I., Militz, H., and
Grinins, J. (2015). One-stage thermo-hydro treatment (THT) of
hardwoods: an analysis of form stability after five soaking-drying
cycles. Holzforschung 69: 563-571.

Biziks, V., Bicke, S., and Militz, H. (2019). Penetration depth of phenol-
formaldehyde (PF) resin into beech wood studied by light
microscopy. Wood Sci. Technol. 53: 165-176.

Bollmus, S., Bongers, F., Gellerich, A., Lankveld, C., Alexander, J., and
Militz, H. (2015). Acetylation of German hardwoods. In: European
conference on wood modification. Aalto University School of
Chemical Technology, Helsinki, Finland, pp. 164-173.

Bollmus, S., Beeretz, C., and Militz, H. (2020). Tensile and impact
bending properties of chemically modified Scots Pine. Forests 11:
84.

Boonstra, M. and Tjeerdsma, B. (2006). Chemical analysis of heat
treated softwoods. Holz als Roh- Werkst. 64: 204-211.

Brunetti, M., Nocetti, M., Pizzo, B., Aminti, G., Cremonini, C.,
Negro, F., Zanuttini, R., Romagnoli, M., and Mugnozza, G.S.
(2020). Structural products made of beech wood: quality
assessment of the raw material. Eur. ). Wood Wood Prod. 78:
961-970.

Candelier, K., Chaouch, M., Dumarcay, S., Pétrissans, A., Pétrissans, M.,
and Gérardin, P. (2011). Utilization of thermodesorption coupled to
GC-MS to study stability of different wood species to
thermodegradation. J. Anal. Appl. Pyrol. 92: 376-383.

Cermak, P., Rautkari, L., Horalek, P., Saake, B., Rademacher, P., and
Sablik, P. (2015). Analysis of dimensional stability of thermally
modified wood affected by re-wetting cycles. BioResources 10:
3242-3253.

Cermak, P., Hess, D., and Suchomelova, P. (2021). Mass loss kinetics
of thermally modified wood species as a time-temperature
function. Eur. J. Wood Wood Prod. 79: 547-555.

Chaouch, M., Pétrissans, M., Pétrissans, A., and Gérardin, P.
(2010). Use of wood elemental composition to predict heat
treatment intensity and decay resistance of different
softwood and hardwood species. Polym. Degrad. Stabil. 95:
2255-2259.

Chaouch, M., Dumargay, S., Pétrissans, A., Pétrissans, M., and
Gérardin, P. (2013). Effect of heat treatment intensity on some
conferred properties of different European softwood and
hardwood species. Wood Sci. Technol. 47: 663-673.

Da Silva, M.R., Machado, G.D.O., Brito, J.0., and Calil Junior, C.
(2013). Strength and stiffness of thermally rectified
eucalyptus wood under compression. Mater. Res. Ibero-Am. J.
16: 1077-1083.


http://www.astm.org
http://www.astm.org

DE GRUYTER

Deka, M. and Saikia, C. (2000). Chemical modification of wood with
thermosetting resin: effect on dimensional stability and strength
property. Bioresour. Technol. 73: 79-181.

Dong, Y., Qin, Y., Wang, K., Yan, Y., Zhang, S., Li, J., and Zhang, S.
(2016). Assessment of the performance of furfurylated wood and
acetylated wood: comparison among four fast-growing wood
species. Bioresources 11: 3679-3690.

Endo, K., Obataya, E., Zeniya, N., and Matsuo, M. (2016). Effects of
heating humidity on the physical properties of hydrothermally
treated spruce wood. Wood Sci. Technol. 50: 1161-1179.

Engelund, E. and Fredriksson, M. (2021). Wood modification as a tool
to understand moisture in wood. Forests 12: 372.

Engelund, E.T., Thygesen, L.G., Svensson, S., and Hill, C.A.S. (2013). A
critical discussion of the physics of wood-water interactions.
Wood Sci. Technol. 47: 141-161.

Esteves, B., Domingos, ., and Pereira, H. (2008). Pine wood
modification by heat treatment in air. BioResources 3: 142-154.

Esteves, B.M. and Pereira, H.M. (2009). Wood modification by heat
treatment. A review. BioResources 4: 370-404.

European Standard EN 13183-1 (2002). Moisture content of a piece of
sawn timber. Determination by oven-dry method.

Fengel, D. and Wegener, G. (1989). Wood: chemistry, ultrastructure,
reactions. Walter de Gruyter, Berlin.

Ferrari, S., Cuccui, I., and Allegretti, 0. (2013). Thermo-vacuum
modification of some European softwood and hardwood species
treated at different conditions. BioResources 8: 1100-1109.

Fotsing, J.A.M. and Tchagang, C.W. (2005). Experimental
determination of the diffusion coefficients of wood in isothermal
conditions. J. Heat Mass Tran. 41: 977-980.

Fredriksson, M. and Thybring, E.E. (2018). Scanning or desorption
isotherm? Characterising the sorption hysteresis of wood.
Cellulose 25: 4477-4485.

Gindl, W., Zargar-Yaghubi, F., and Wimmer, R. (2003). Impregnation of
softwood cell walls with melamine-formaldehyde resin.
Bioresour. Technol. 87: 325-330.

Hakkou, M., Pétrissans, M., Zoulalian, A., and Gérardin, P. (2005).
Investigation of wood wettability changes during heat treatment
on the basis of chemical analysis. Polym. Degrad. Stabil. 89: 1-5.

Hill, C. (2006). Wood modification — chemical, thermal and other
processes. In: Wiley series in renewable resources. John Wiley &
Sons Ltd, Chichester, England, p. 239.

Hill, C.A.S., Norton, A., and Newman, G. (2009). The water vapor
sorption behavior of natural fibers. J. Appl. Polym. Sci. 112:
1524-1537.

Hill, C.A.S., Norton, A.)., and Newman, G. (2010). The water vapour
sorption properties of Sitka spruce determined using a dynamic
vapour sorption apparatus. Wood Sci. Technol. 44: 497-514.

Hill, C.A.S., Ramsay, J., Laine, K., Rautkari, L., and Hughes, M.B.
(2013). Water vapour sorption behaviour of thermally modified
wood. Int. Wood Prod. J. 4: 191-196.

Hill, C., Altgen, M., and Rautkari, L. (2021). Thermal modification of
wood-a review: chemical changes and hygroscopicity. J. Mater.
Sci. 56: 6581-6614.

Himmel, S. and Mai, C. (2015). Effects of acetylation and formalization
on the dynamic water vapor sorption behavior of wood.
Holzforschung 69: 633-643.

Hosseinpourpia, R., Adamopoulos, S., and Mai, C. (2016). Dynamic
vapour sorption of wood and holocellulose modified with
thermosetting resins. Wood Sci. Technol. 50: 165-178.

P. Cermak et al.: Wood-water interaction of modified beech wood —— 449

Jang, E.S. and Kang, C.W. (2019). Changes in gas permeability and
pore structure of wood under heat treating temperature
conditions. J. Wood Sci. 65: 37.

Jones, D. and Hill, C.A.S. (2007). Wood modification — a brief overview
of the technology. In: Sernek, M. (Ed.), Proceedings of the 5th
COST E34 international workshop. University of Ljubljana, Bled,
Slovenia, pp. 1-9.

Kielmann, B.C., Adamopoulos, S., Militz, H., Koch, G., and Mai, C.
(2014). Modification of three hardwoods with an N-methylol
melamine compound and a metal-complex dye. Wood Sci.
Technol. 48: 123-136.

Kumar, A. and Flynn, P.C. (2006). Uptake of fluids by boreal wood
chips: implications for bioenergy. Fuel Process. Technol. 87:
605-608.

Lu, Y. and Pignatello, J.J. (2002). Demonstration of the “conditioning
effect” in soil organic matter in support of a pore deformation
mechanism for sorption hysteresis. Environ. Sci. Technol. 36:
4553-4561.

Merline, D.)., Vukusic, S., and Abdala, A.A. (2012). Melamine
formaldehyde: curing studies and reaction mechanism. Polym. J.
45: 413-419.

Minato, K., Takazawa, R., and Ogura, K. (2003). Dependence of
reaction kinetics and physical and mechanical properties on the
reaction systems of acetylation Il: physical and mechanical
properties. ). Wood Sci. 49: 519-524.

Moghaddam, M.S., Walinder, M.E.P., Claesson, P.M., and Swerin, A.
(2016). Wettability and swelling of acetylated and furfurylated
wood analyzed by multicycle Wilhelmy plate method.
Holzforschung 70: 69-77.

Neimark, A.V., Ravikovitch, P.I., and Vishnyakov, A. (2000).
Adsorption hysteresis in nanopores. Phys. Rev. 62: 1493-1496.

Noorolahi, S., Khazaei, J., and Jafari, S. (2008). Modeling cyclic water
absorption and desorption characteristics of three varieties of
wood. In: World Conference on Agricultural Information and IT,
IAALD AFITA WCCA 2008, Tokyo University of Agriculture, Tokyo,
Japan, 24-27 August. Tokyo University of Agriculture, Tokyo.

Nopens, M., Riegler, M., Hansmann, C., and Krause, A. (2019).
Simultaneous change of wood mass and dimension caused by
moisture dynamics. Sci. Rep. 9: 10309.

Nuopponen, M., Vuorinen, T., Jamsa, S., and Viitaniemi, P. (2004). Thermal
modifications in softwood studied by FTIR and UV resonance Raman
spectroscopies. ). Wood Chem. Technol. 24: 13-26.

Obataya, E. and Minato, K. (2009). Potassium acetate-catalyzed
acetylation of wood: reaction rates at low temperatures. Wood
Sci. Technol. 43: 405-413.

Olek, W., Majka, J., and Czajkowski, t. (2013). Sorption isotherms of
thermally modified wood. Holzforschung 67: 183-191.

Papadopoulos, A.N. (2010). Chemical modification of solid wood and
wood raw material for composites production with linear chain
carboxylic acid anhydrides: a brief review. BioResources 5:
499-506.

Papadopoulos, A.N. and Hill, C.A.S. (2003). The sorption of water
vapour by anhydride modified softwood. Wood Sci. Technol. 37:
221-231.

Pizzi, A. (2003). Melamine—formaldehyde adhesives. In: Pizzi, A. and
Mittal, K.L. (Eds.), Handbook of adhesive technology, 2nd ed.
Marcel Dekker, New York, pp. 653-680.

Popescu, C.M., Hill, C.A.S., Curling, S.F., Ormondroyd, G.A., and Xie, Y.
(2014). The water vapor sorption behaviour of acetylated birch



450 —— p. Cermak et al.: Wood-water interaction of modified beech wood

wood. How acetylation affects the sorption isotherm and
accessible hydroxyl content. J. Mater. Sci. 49: 2362-2371.

Pries, M., Wagner, R., Kaesler, K., Militz, H., and Mai, C. (2013).
Acetylation of wood in combination with polysiloxanes to
improve water-related and mechanical properties of wood. Wood
Sci. Technol. 47: 685-699.

Prins, M.J., Ptasinski, K.)., and Janssen, F.J.).G. (2006). Torrefaction of
wood. Part 2. Analysis of products. ). Anal. Appl. Pyrol. 77: 35-40.

Qin, Y., Dong, Y., and Li, J. (2019). Effect of modification with
melamine-urea—formaldehyde resin on the properties of
eucalyptus and poplar. . Wood Chem. Technol. 39: 360-371.

Rapp, A.O., Bestgen, H., Adam, W., and Peek, R.D. (2005). Electron
energy loss spectroscopy (EELS) for quantification of cell-wall
penetration of a melamine resin. Holzforschung 53: 111-117.

Rautkari, L. and Hill, C. (2014). Effect of initial moisture content on the
anti-swelling efficiency of thermally modified Scots pine
sapwood treated in a high-pressure reactor under saturated
steam. Holzforschung 68: 323-326.

Sadeghifar, H., Dickerson, J.P., and Argyropoulos, D.S. (2014).
Quantitative 31P NMR analysis of solid wood offers an insight into
the acetylation of its components. Carbohydr. Polym. 113: 552-560.

Sailer, M., Rapp, A., and Leithoff, H. (2000). Improved resistance of
Scots pine and spruce by application of an oil-heat treatment. In:
International research group wood pre, section 4-processes,
N8IRG/WP 00-40162.

Sandberg, D., Kutnar, A., and Mantanis, G.l. (2017). Wood
modification technologies - a review. iForest 10: 895-908.

Sander, C., Beckers, E.P.J., Militz, H., and Veenendaal, W. (2003).
Analysis of acetylated wood by electron microscopy. Wood Sci.
Technol. 37: 39-46.

Sander, M., Yuefeng, L., and Pignatello, J.J. (2005). A
thermodynamically based method to quantify true sorption
hysteresis. J. Environ. Qual. 34: 1063-1107.

Seifert, V.K. (1956). Uber ein neues Verfahren zur Schnellbestimmung
der Rein. Cellulose Paper 10: 301-306.

Severo, E.T.D., Calonego, F.W., Sansigolo, C.A., and Bond, B. (2016).
Changes in the chemical composition and decay resistance of
thermally-modified Hevea brasiliensis wood. PLOS One 11:
e0151353.

Sint, K.M., Adamopoulos, S., Koch, G., Hapla, F., and Militz, H. (2013).
Impregnation of Bombax ceiba and Bombax insigne wood with a
N-methylol melamine compound. Wood Sci. Technol. 47: 43-58.

Skaar, C. (1954). Analysis of methods for determining the coefficient of
moisture diffusion in wood. For. Prod. J. 4: 403-410.

Skaar, C. (1988). Wood-water relations. Springer-Verlag, Berlin.

Stamm, A.J. (1959). Bound-water diffusion into wood in the fiber
direction. For. Prod. ). 9: 27-32.

DE GRUYTER

Sun, B., Chai, Y., and Militz, H. (2019). Acetylation of plantation
softwood without catalysts or solvents. Wood Res. 64: 799-810.

Tjeerdsma, B. and Militz, H. (2005). Chemical changes in
hydrothermal treated wood: FTIR analysis of combined
hydrothermal and dry heat-treated wood. Holz als Roh- Werkst.
63:102-111.

Troughton, G.E. (1969). Accelerated aging of glue-wood. bonds.

J. Wood Sci. 1: 172-176.

Tumen, I., Aydemir, D., Gunduz, G., Uner, B., and Cetin, H. (2010).
Changes in the chemical structure of thermally treated wood.
BioResources 5: 1936-1944.

Urquhart, A.R. (1959). Sorption of water on cellulose and starch. In:
Honeyman, J. (Ed.), Recent advances in the chemistry of
cellulose and starch. Heywood and Company, LTD, London,
pp. 311-341.

Walker, ). (2006). Water in wood. In: Walker, ).C.F. (Ed.), Primary wood
processing. Principles and practice, 2nd ed. Springer-Verlag,
Dordrecht, pp. 69-94.

Wang, X., Wu, Z., Fang, L., Wei, P., Fei, B., and Liu, J. (2015). Changes of
chemical composition, crystallinity, and Fourier transform
infrared spectra of Eucalypt pellita wood under different vacuum
heat treatment temperatures. For. Prod. ). 65: 346-351.

Weiland, J.J. and Guyonnet, R. (2003). Study of chemical modification
and fungi degradation of thermally modified wood using DRI FT
spectroscopy. Holz als Roh- Werkst. 61: 216-220.

Wikberg, H. and Maunu, S.L. (2004). Characterization of thermally
modified hard- and softwoods by C-13 CPMAS NMR. Carbohydr.
Polym. 58: 461-466.

Winandy, J.E. and Rowell, R.M. (1984). The chemistry of wood strength.
U.S. Department of Agriculture, Forest Service, Forest Products
Laboratory, Madison.

Wise, L.E., Murphy, M., and D’addieco, A.A. (1946). Chlorite
holocellulose, its fractionation and bearing on summative wood
analysis and on studies on the hemicelluloses. Pap. Trade J. 122:
35-44.

Xie, Y., Hill, C.A.S., Jalaludin, Z., Curling, S.F., Anandjiwala, R.D.,
Norton, A.J., and Newman, G. (2011a). The dynamic water vapour
sorption behaviour of natural fibres and kinetic analysis using
the parallel exponential kinetics model. J. Mater. Sci. 46:
479-489.

Xie, Y., Hill, C.A.S., Xiao, Z., Mai, C., and Militz, H. (2011b). Dynamic
water vapour sorption properties of wood treated with
glutaraldehyde. Wood Sci. Technol. 45: 49-61.

Zhao, G., Norimoto, M., Tanaka, F., Yamada, T., and Rowell, R.M.
(1987). Structure and properties of acetylated wood. I. Changes
in the degree of crystallinity and dielectric properties by
acetylation. Mokuzai Gakkaishi 33: 136-142.



	Wood-water interactions of thermally modified, acetylated and melamine formaldehyde resin impregnated beech wood
	1 Introduction
	2 Materials and methods
	2.1 Wood modification
	2.1.1 Melamine formaldehyde resin modification
	2.1.2 Thermal modification
	2.1.3 Acetic anhydride modification – acetylation

	2.2 Chemical analysis
	2.3 Wood-water interaction measurements
	2.3.1 Dynamic water vapour sorption
	2.3.2 Equilibrium moisture content
	2.3.3 Water soaking and leachability
	2.3.4 Swelling kinetics

	2.4 Data processing and statistical analysis

	3 Results and discussion
	3.1 Wood modification efficiency indication
	3.2 Analysis of chemical changes
	3.3 Dynamic water vapour sorption
	3.4 Equilibrium moisture content
	3.5 Maximum moisture content and leachability
	3.6 Wood swelling
	3.7 Swelling kinetics

	4 Conclusions
	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 1
  /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


