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a b s t r a c t

Differences in ash behavior during hydrothermal treatment were identified based on multivariate data
analysis of literature information on 29 different feedstock. In addition, the solubility of individual ele-
ments was evaluated based on a smaller data set. As a result two different groups were distinguished
based on char ash content and ash yield. Virgin terrestrial and aquatic biomass, such as different types
of wood and algae, in addition to herbaceous and agricultural biomass, bark, brewer’s spent grain, com-
post and faecal waste showed lower char ash content than municipal solid wastes, anaerobic digestion
residues and municipal and industrial sludge. Lower char ash content also correlated with lower ash yield
indicating differences in chemical composition and ash solubility. Further evaluation of available data
showed that ash in industrial sludge mainly contained anthropogenic Al, Fe and P or Ca and Si with
low solubility during hydrothermal treatment. Char from corn stover, miscanthus, switch grass, rice hulls,
olive, artichoke and orange wastes and empty fruit bunch had generally higher contents of K, Mg, S and Si
than industrial sludge although differences existed within the group. In the future information on ash
behavior should be used for enhancing the fuel properties of char based on feedstock type and hydrother-
mal treatment conditions.

� 2016 Elsevier Ltd. All rights reserved.
1. Introduction

Hydrothermal treatment can be used for upgrading a wide vari-
ety of biomass and waste feedstock for solid fuel applications.
Thermochemical conversion in hot compressed water under rela-
tively low temperature and self-generated pressure can offer sev-
eral advantages over other processing routes. Hydrothermal
treatment enables robust operation, high energy efficiency, rela-
tively high yields and the production of direct replacements for
existing solid fuels [1,2]. In addition, no prior drying of a feedstock
is required making hydrothermal processes ideal for wet materials
such as agricultural and forest residues or municipal and industrial
waste biomass [3,4]. Material handling and drying properties are
simultaneously enhanced [5,6] generating significant cost savings
during handling, storage and transport of attained hydrochar.
Although hydrothermal treatment has been reported already in
the early 20th century as a method for simulating natural coalifica-
tion [7], the wealth of published information has increased consid-
erably during the last 5 years [8]. It is currently considered well
known that reaction temperature governs char properties mainly
through hydrolysis, dehydration, decarboxylation and aromatiza-
tion of organic components [9–11]. The characteristics of subcriti-
cal water resemble those of organic solvents at room temperature
and favor reactions normally catalyzed by acids and bases [1,12].
Oxygen and volatile contents of the solid are decreased followed
by an increase in energy densification and hydrophobicity [2,9].
Depending on the feedstock and prevailing process conditions,
hydrothermal treatment can be used for producing solid fuels that
approach the characteristics of low rank natural coals.

Hydrothermal treatment leads to partial dissolution of inor-
ganic components and has been reported to enable nitrogen and
chlorine removal frommunicipal solid waste (MSW) [4]. Properties
of subcritical water and production of organic acids during
hydrothermal treatment increase the solubility of alkali and alka-
line earth metals [13,14]. Manipulation of ash content and compo-
sition of a solid is a major benefit for fuel production as it can
increase energy densification, improve slagging and fouling
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behavior during combustion, and decrease corrosion of process
equipment [15,16]. Previously, equal or improved slagging, fouling
or alkali indices have been reported for hydrothermally treated
energy crops and agricultural residues [17,18]. In addition, removal
of alkali metals was recently reported to improve combustion
properties of a variety of treated biomass and waste feedstock [19].

Behavior of ash components varies based on feedstock and
hydrothermal treatment conditions. Even though the number of
published information in the field has been expanding, no compre-
hensive reports exist on ash behavior from different biomass and
waste feedstock under a wide range of treatment conditions. This
work was divided into two separate parts. The objective of this first
part was to identify differences in ash behavior based on feedstock
type. Literature data on individual experiments on various feed
materials were compiled, reviewed and interpreted using multi-
variate data analysis. In addition, the solubility of individual ele-
ments was evaluated based on a smaller data set. The second
part of this work focuses on determining the effect of treatment
conditions on ash properties of industrial waste biomass using uni-
variate regression techniques. Overall the attained results will help
in understanding ash behavior during hydrothermal treatment of
different biomass and waste feedstock for solid fuel applications.
2. Materials and methods

2.1. Data compilation and review

Experimental data on the effects of hydrothermal treatment
temperature, retention time and reactor solid load on char ash con-
Table 1
Information on different feedstock and treatment conditions included in the overview.

Index Feedstock Refs. Treatment
temperature (�C)

Retention
time (h)

S
(

1 Oak wood [19] 200–250 1.0 1
2 Loblolly pine [20–22] 200–280 0.1–0.5 9
3 Coniferous wood [23] 180–250 3.0–6.0 1
4 Eucalyptus bark [24] 220–300 2.0–10 9
5 Willow [19] 200–250 1.0 1
6 Miscanthus [17,19,25] 190–260 0.1–1.0 1
7 Switch grass [17] 200–260 0.1 1
8 Corn stover [17] 200–260 0.1 1
9 Rice hulls [17] 200–260 0.1 1

10 Maize silage [26] 200–260 0.3–10 6
11 Wheat straw [27] 200–260 6.0 4

12 Macroalgae [19,28] 180–250 1.0–16 4
13 Microalgae [19] 200–250 1.0 1
14 Olive waste [18] 200–250 2.0–24 2
15 Artichoke waste [18] 200–250 2.0 1
16 Orange waste [18] 200–250 2.0 2
17 Empty fruit bunch [29] 100–260 0.5 9
18 Brewer’s spent grain [30] 200–240 14 1
19 Greenhouse waste [19] 200–250 1.0 1
20 Food waste [19,31] 200–250 1–16 1
21 Paper [31] 250 16 2
22 MSW fiber [19] 200–250 1.0 1
23 MSW [31,32] 225–250 1.5–16 2

24 Compost [33] 180–250 1.0–8.0 7
25 Faecal waste [34] 180–200 0.5–2.0 4
26 Sewage sludge [19,34,35] 160–200 0.5–1.0 3
27 Anaerobic digestion

residue
[19,31] 200–250 1.0–16 1

28 Mixed sludgeb [36] 180–260 0.5–5 2

29 Paper sludgeb [10] 180–260 1.0–6.3 1

N/A = not available.
a Weight percentage of the combined mass of liquid and the feed on a dry basis.
b From pulp and paper mills.
tent, mass yield, energy densification and energy yield were com-
piled from relevant literature reports. Papers that did not report
the ash contents of the feed and attained char samples were
excluded. Papers that failed to include mass yield, energy densifi-
cation or energy yield, but allowed respective estimation based
on given information were however included. In addition, previ-
ously unpublished data on char ash from ref. [10] was taken into
account. The final data set included 206 individual experiments
on 29 different feedstock (Table 1). The data set was not exhaus-
tive, but provided an overview of different feedstock used in the
hydrothermal treatment field.

Compiled data were revised to enable comparison between dif-
ferent experiments. Retention time was expressed in hours (h) and
was log10 transformed. Reactor solid load was expressed as a
weight percentage (%) of the combined mass of added liquid and
the feed on a dry basis (db). If no liquid was added solid load
was taken as the dry solids content (%) of the feed. Ash yield was
calculated as:

Ash yield ð%;dbÞ ¼ achc
acf

�MY
� �

� 100% ð1Þ

where achc and acf denoted the ash contents (db) of char and the
feed, respectively, and MY char mass yield (db). To separate
between the dissolution of organic and ash components, final mass
yield was expressed on a dry, ash-free (daf) basis:

Mass yield ð%;dafÞ ¼ MY � 1� acf
1� achc

� �
� 100% ð2Þ
olid load
%)a

Additive Reactor
size (L)

No. of compiled data
points

0 0.6 2
.1–17 0.1 14
1–14 1.0 15
.1 0.1 8
0 0.6 2
0–17 0.1–0.6 8
7 0.1 3
7 0.1 3
7 0.1 3
.7 1.0 9
.8 Acetic acid and potassium

hydroxide
1.0 22

.8–17 Citric acid [28] 0.1–0.6 18
0 0.6 2
9 1.0 6
4 1.0 3
1 1.0 3
.1 0.5 4
2 Citric acid 0.2 2
0 0.6 2
0–20 0.2–0.6 3
0 0.2 1
0 0.6 2
0–67 0.2 and

3.0 m3
2

.0 0.1 9

.5 N/A 6

.4 N/A 21
0–20 0.2–0.6 3

1 Hydrogen chloride and sodium
hydroxide

1.0 15

3–20 1.0 15
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In a comparable way energy densification was expressed as:

Energy densification ðdafÞ ¼ HVhc

HVf
ð3Þ

where HVhc and HVf described the heating values (MJ kg�1, daf) of
char and the feed, respectively. If needed the HVs were revised to
daf basis by correcting for respective ash contents. Char energy
yield was then calculated as:

Energy yield ð%Þ ¼ ðMY � EDÞ � 100% ð4Þ
where MY and ED respectively denoted char mass yield and energy
densification and were both given dimensionless on a daf basis. The
206 � 8 data set, containing individual experiments as row objects
and reaction temperature, retention time, solid load, ash content,
ash yield, mass yield, energy densification and energy yield as the
corresponding columns, is given in Table A.1 (Supplementary
information).

A second smaller data set on feedstock type and ash composi-
tion was also compiled based on unpublished data from [10,36]
and refs. [17,18,29]. The data included 44 experiments on corn
stover, miscanthus, switch grass, rice hulls, olive waste, artichoke
waste, orange waste, empty fruit bunch, mixed sludge and paper
sludge. Char ash content, ash yield and elemental composition
were included as variables. In addition, 10 observations describing
the untreated feedstock were considered. The compositional data
from [10,18,29,36] were revised to elemental basis and assumed
to constitute 100% of sample ash. The second 54 � 13 data set is
provided in Table A.2.

2.2. Data interpretation

The compiled multivariate data were interpreted through prin-
cipal component analysis. The data sets were decomposed accord-
ing to a general principal component model:

X ¼
Xn
i¼1

tipT
i þ En ð5Þ

where X denoted a preprocessed data matrix containing individual
experiments as row objects and measured or calculated variables as
the corresponding columns. The vectors ti and pi described the
respective principal component scores and orthonormal variable
loadings and En the residual matrix after n components. Both data
sets were preprocessed by subtracting the mean and dividing by
the standard deviation of each column to enable comparison
between variables given in different units. Data rank and the num-
ber of principal components included in the models were deter-
mined based on the minima of root mean squared errors (RMSE)
of cross validation:

RMSE ¼
ffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiffiPm

i¼1ðyi � ŷiÞ2
m

s
ð6Þ
Table 2
Overview of the first data set.

Property Temp. (�C) Time (h)a Load (%) Ash (%, db) Ash

Range 100–300 0.08–
24.0

3.41–
66.8

0.22–81.5 4.30

Mean 217 3.42 11.9 17.8 59.2
Std 32.0 3.94 7.35 19.6 30.4
5th–95th percentile range 180–260 0.08–14 4.30–

20.5
0.50–55.8 11.9

db = dry basis.
daf = dry, ash-free.
std = standard deviation.

a Retention time was log10 transformed for the final data matrix.
where yi and ŷi denote the observed and predicted values, respec-
tively, and m the number of cross validation objects. The cross val-
idation sets were constructed by splitting the data into 10
consecutive subgroups of one object. Each subgroup was then
tested with a prediction model based on the remaining objects until
all objects had been tested once. Hotelling T2, residual sum of
squares Q and statistical significance limits of grouped data were
used to evaluate model performance and differences between
groups. A detailed description of the calculation of these parameters
can be found from Jackson [37]. Calculations and data plotting were
performed with the Matlab� (The MathWorks, Inc.) and OriginLab�

(OriginLab Corp.) software packages.
3. Results

According to the first data set a majority of hydrothermal exper-
iments were performed within a temperature range 180–260 �C
with an isothermal retention time equal or less than 14 h. Most
experimenters also used low reactor solid loads as 90% of the
observations were within 4.3–21%. Ash contents of attained char
ranged from 0.2% to 82% due to the wide variety of different feed-
stock types. With 18 individual observations on loblolly pine, rice
hulls, eucalyptus bark, MSW fiber, MSW, sewage sludge or paper
sludge calculated char ash yields exceeded 100% likely due to
uncertainties in char sampling. A majority of char mass yields
(daf) ranged from 30% to 86% with a mean of 54%. Char energy den-
sification (daf) was in the range 0.7–2.0 as 90% of the observations
were within 1.0–1.7. The majority of reported or calculated energy
yields ranged from 43% to 95% as only two observations exceeded
100% (Table 2). Individual experiments with deviating ash yield,
energy densification or energy yield values were not excluded as
the presence of outliers was further evaluated based on deter-
mined principal components.

Three principal components, which explained a total of 73% of
variation in the data, were chosen for the first data set. As could
be expected the data seemed slightly noisy. Two observations were
identified as outliers and were excluded from the data. The outliers
reported hydrothermal treatment of sewage sludge and a pilot-
scale investigation on treatment of MSW. No meaningful structure
was found from the remaining model residuals. Variable loadings
and scores based on the first three principal components are pre-
sented in Fig. 1. Hotelling T2, residual sum of squares Q and a scree
plot after the removal of outliers are given in Figs. A.1 and A.2 (Sup-
plementary information).
4. Discussion

4.1. Ash content and yield

Larger data sets often require more advanced data analysis than
just means, standard deviations and correlations. Principal compo-
yield (%, db) Mass yield (%, daf) Energy densification (daf) Energy yield (%)

–121 17.3–94.6 0.69–2.01 25.7–107

53.9 1.28 66.8
16.8 0.22 16.0

–107 30.2–86.2 1.02–1.67 43.0–94.6



Fig. 1. Variable loadings (a and b) and object scores (c and d) based on the first three principal components. In (c and d) scores were colored based on feedstock type and in (e
and f) the objects were classified to two groups with ellipses denoting 95% probability. Three unfilled symbols were left unclassified. Temp: treatment temperature (�C), Time:
retention time (log10 h), Load: reactor solid load (%), Ash: char ash content (%, db), AY: ash yield (%, db), MY: mass yield (%, daf), ED: energy densification (daf) and EY: energy
yield (%). (For interpretation of the references to color in this figure legend, the reader is referred to the web version of this article.)
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nents are very useful in describing correlations and groupings in
multivariate data and in decreasing data dimensions to simplify
interpretation [38,39]. In addition, principal components can
decrease data uncertainty from experimental errors by including
only components that facilitate interpretation of systematic varia-
tion. As illustrated in Fig. 1a, the first principal component
explained 38% of variation in the data and included mainly the
effects of treatment temperature and retention time on char ash,
mass and energy yield and energy densification. Increased temper-
ature and retention time correlated with decreased yields and
increased energy densification. Several correlations describing
the effects of treatment temperature and retention time on disso-
lution of organic components have previously been proposed
[9,40]. In addition, the effects and statistical significance of temper-
ature and time on the properties of char from sewage and paper
sludge have recently been determined based on univariate regres-
sion models [10,35]. Bach et al. [41] described these effects
through the Arrhenius’ equation, where reaction rate is exponen-
tially dependent on treatment temperature but directly dependent
on retention time.

The second principal component explained mainly the contrast-
ing effects of treatment temperature and reactor solid load and
covered 19% of variation in the data (Fig. 1a). Based on the results,
reactor solid load had a positive effect on char energy yield. Thus
far most laboratory studies have reported low reactor solid loads
likely as an attempt to explain reaction mechanisms and maximize
the carbon content of attained char. A comparison between
hydrothermal and vapothermal treatment based on reactor solid
load was reported for wheat straw and an anaerobic digestion
(AD) residue [42]. The authors concluded that the use of higher
solid loads decreased carbon losses to the liquid, but produced a
solid with a lower final carbon content. As illustrated in Fig. 1c,
no clear groupings in char properties between different feedstock
were observed based on the first two principal components.

Differences in char ash content and ash yield were included in
the third principal component (Fig. 1b), which explained 16% of
data variation. The results showed that char ash contents were dif-
ferent between different feedstock types. In addition, higher ash
contents led to higher ash yields, which indicated differences in
chemical composition and ash solubility. As shown in Fig. 1d,
two separate groups of feedstock could be distinguished. The larger
group lower in the vertical axis included char produced from virgin
terrestrial and aquatic biomass, such as different types of wood
and algae, in addition to herbaceous and agricultural biomass,
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bark, brewer’s spent grain, compost and faecal waste. The smaller
group higher on the vertical axis was composed of char from
higher ash feeds, such as MSW, AD residues and sludge produced
by municipal and industrial wastewater treatment plants, which
also showed higher ash yields than those in the lower group. To
verify these differences, scores of the first three principal compo-
nents were classified in two different groups (Fig. 1e and f). As indi-
cated by Fig. 1f, the groups were statistically different based on
char ash content and yield. Only three observations on rice hulls
were left unclassified due to uncertainty based on the two groups.
It should be noted that initial liquid pH was also included as vari-
able during preliminary calculations, but did not enhance the
model or data interpretation and was hence excluded from the
final data set. A correlation matrix of the data set and a loadings
plot of the first three principal components are given in Table A.3
and Fig. A.3.

4.2. Ash composition

To clarify potential correlation between feedstock type and ash
composition a smaller data set on corn stover, miscanthus, switch
grass, rice hulls, olive, artichoke and orange wastes, empty fruit
bunch, mixed sludge and paper sludge was compiled based on refs.
[10,17,18,29,36]. The data included char ash content, ash yield and
respective elemental composition. Observations on untreated feed-
stock and even elements with low concentrations were also
included. Based on the reports, ash content and composition were
determined through loss on ignition at 550 �C for 8 h followed by
with X-ray fluorescence (XRF) spectroscopy, respectively, or at
575 �C for 24 h followed by scanning electron microscopy with
an energy dispersive X-ray detector. Only one ref. reported the
use of an XRF spectrometer without prior details on determination
of ash contents. A principal component model indicated that the
first four components explained 82% of total variation. A correla-
tion matrix is given in Table A.4.

A meaningful interpretation was already provided by the first
three principal components. As illustrated in Fig. 2, the first princi-
pal component included variation in ash content and ash yield and
provided a clear separation between feedstock types according to
Fig. 2. Variable loadings (a and b) and object scores (c and d) based on the first three
triangular symbols denote untreated feedstock. Ash: char ash content (%, db) and AY: a
the previously defined two groups. Chars produced from industrial
sludge had higher ash content and ash yield. Char from mixed
sludge showed higher contents of ash Al, Fe and P, as char from
paper sludge showed comparatively higher ash Ca and Si. It should
be noted that the Ti contents of all samples were low, generally
within 1–2% of sample ash. Within the pulp and paper industry
high Al, Fe and P contents in mixed or pure biosludge from
wastewater treatment are generally derived from the use of catio-
nic polymers in sludge conditioning or addition of phosphoric acid
for supporting bacteria [43]. In addition, high Ca contents in paper
sludge likely originate from the use of paper coating agents such as
calcium carbonate [44], which has showed low solubility during
hydrothermal treatment for solid fuel production [10].

Char from rice hulls that previously remained unclassified had
higher ash content and ash yield but similar ash composition as
compared to chars produced from corn stover, miscanthus, switch
grass, and empty fruit bunch (Fig. 2c and d). These chars and their
respective feedstock generally had higher K and Si content than
industrial sludge. The second and third principal components
mainly separated ash composition within the individual groups.
As an example char from olive, artichoke, and orange wastes
showed lower Si but higher K, Mg and S than char from corn stover,
miscanthus, switch grass, rice hulls or empty fruit bunch. In gen-
eral Si based minerals are common structural components of plant
tissues or can derive from soil and sand particle contamination
during harvesting, transportation or handling of biomass and
waste feedstock. Based on previous reports Si has also exhibited
low solubility during hydrothermal treatment [10,17]. As dis-
cussed by Reza et al. [17], a majority of Ca and K in virgin lignocel-
lulosic biomass is associated with hemicellulose or extractives of
which especially hemicellulose is readily soluble under hydrother-
mal conditions. Based on the data olive waste and mixed sludge
chars had the highest P contents, which generally increased
through hydrothermal treatment. Similar effects were observed
by Benavente et al. [18] and have also been reported for several
animal manures [45,46] suggesting low solubility of phosphate
salts and apatite during hydrothermal treatment. Highest Na and
Cl contents were reported for chars produced from artichoke waste
and empty fruit bunch.
principal components of the second data set [10,17,18,29,36]. In (c and d) larger
sh yield (%, db).



Fig. 3. Ash composition of char samples produced from different feedstock [10,17,18,29,36] based on the classification system of Vassilev et al. [47,48]. Larger triangular
symbols denote untreated feedstock.
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Differences in ash composition were further evaluated based on
potential behavior during char combustion. The compositional data
in [17] were corrected to respective oxides. Various parameters
based on the ratio of acidic and basic oxides have long been used
for estimating potential ash behavior during coal combustion. These
parameters have also been implemented for biomass in lack of bet-
ter alternatives [15,16]. It is currently widely accepted that an
increasing share of basic components, such as Ca, Fe, Mg, Na and
K bearing minerals, results in lower ash melting temperatures and
can cause problems during coal combustion. However, recently
Vassilev et al. [47,48] provided an extensive discussion on the prop-
erties of biomass ash and found that its fusion behavior was more
variable than that of coal. Based on their results, Ca, Al and Ti
increased ash deformation temperatures and mainly medium to
high contents of K and Si governed the formation of low tempera-
ture eutectics. The authors proposed a new classification system
to enhance preliminary predictions on ash behavior for solid
biomass fuels. Observations included in the second data set were
evaluated based on this classification and are illustrated in Fig. 3.

Chars produced from corn stover, miscanthus, switch grass, rice
hulls and mixed sludge were located within a group of herbaceous
and agricultural biomass with medium to high acid tendencies
(Fig. 3). These materials were expected to have low to medium
(or in some cases high) ash fusion temperatures [48], which were
also generally increased through hydrothermal treatment. Chars
from olive, artichoke and orange wastes and empty fruit bunch
were analogous to herbaceous and agricultural residues with low
to medium acid tendencies and lower ash fusion temperatures
[48]. The acid tendency of especially olive wastes was also
decreased through hydrothermal treatment as the opposite was
observed for empty fruit bunch (Fig. 3). In general, biomass vari-
eties with lower ash fusion temperatures were located to the right
in the ternary diagram [48] and would more likely cause problems
during combustion. The properties of char from paper sludge were
similar to those of herbaceous and agricultural biomass, contami-
nated biomass and to some extent wood and woody biomass.
These biomass types normally showed higher Ca and lower Na
and P contents with medium to high ash fusion temperatures
[48]. No considerable differences between char samples from
industrial sludge were observed due to the low solubility of ash
components. Although detailed information on combustion condi-
tions coupled with fuel and ash compositions is required for reli-
ably predicting behavior during combustion [16,47,48], ash
classification can provide useful proximate estimations on poten-
tial behavior during combustion. In the future such information
should be used for enhancing the combustion properties of char
based on feedstock type and hydrothermal treatment conditions.
5. Conclusions

Ash behavior during hydrothermal treatment depends on feed-
stock type and treatment conditions. Two different groups were
identified out of 29 different feeds based on char ash content and
ash yield. Virgin terrestrial and aquatic biomass, such as different
types of wood and algae, in addition to herbaceous and agricultural
biomass, bark, brewer’s spent grain, compost and faecal waste
showed lower char ash content and ash yield compared to MSW,
AD residues and municipal and industrial sludge indicating differ-
ences in chemical composition and ash solubility. Further evalua-
tion of available data showed that ash in industrial sludge
contained mainly anthropogenic Al, Fe and P or Ca and Si, which
showed low solubility. Char from corn stover, miscanthus, switch
grass, rice hulls and olive, artichoke and orange wastes and empty
fruit bunch had generally higher contents of K, Mg, S and Si com-
pared to industrial sludge although differences existed within the
group. Differences in ash behavior are relevant as they affect char
properties for solid fuel applications. In the future this information
should be used for enhancing the combustion properties of char
based on feedstock type and hydrothermal treatment conditions.
The second part of this work will focus on determining the effect
of treatment conditions on ash properties of paper sludge.
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