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Brightness Reduction of Mechanical Pulp in the Wet End
of a Paper Machine: The Effect of Different lons in the
Circulation Water

Pekka U. A. Varhimo,** Jonas Konn,b Marcus K.-J. LiIIandt,b and Jouni T. Paltakari ?

Darkening of the fines and fiber fraction of peroxide-bleached thermo-
mechanical pulp (TMP) was studied on a laboratory scale using a device
that simulates the short circulation of a paper machine. Selected
chemicals were dissolved in the circulation water to study the effect of
different cations and anions. Ferrous ions darkened the fines and fiber
fraction by increasing the light absorption. It is very important to keep the
iron content of the pulp and white water as low as possible because even
low contents of iron have a negative effect on the brightness of produced
paper. Also, chloride ions decreased the brightness by increasing the
light absorption of the fines and fiber fraction. Calcium ions increased
both the light absorption and light scattering of the fines fraction. The
increased light absorption dominated and the brightness decreased.
Calcium chloride is used very commonly as a model chemical for calcium
ions in laboratory tests, but the use of it is not recommended, if the
darkening phenomena are studied, because chloride ions decrease the
brightness. Aluminum ions increased the brightness of the fines fraction
by increasing the light scattering. Manganese, sodium, sulfate, or
carbonate ions did not affect the optical properties.
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INTRODUCTION

The brightness demands for improved newsprint and for many magazine paper
grades have been raised in recent years. Therefore, it is important to be able to produce
mechanical pulps with high brightness in an ecofriendly and cost-effective way (Enberg
et al. 2009; Ohlsson and Federer 2002; Luoma et al. 2004). The white water of a paper
machine contains relatively large amounts of various ions that can decrease the brightness
of the produced paper.

Different ions can be carried into the water flows of a paper machine with pulps,
fresh water, fillers, and chemical additives or they can be dissolved from the process
equipment. Iron and manganese are typical disturbing metal ions in peroxide bleaching
processes of mechanical pulps (Lindholm 1999; Johns 1996; Kappel and Sbaschnigg
1991; Colodetto et al. 1988). Because iron and manganese decompose peroxide, it is
important to remove them before a peroxide bleaching stage. The removal can be carried
out by acidifying the pulp to pH levels of 2 to 3 or by treating the pulp with a chelating
agent.
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Acidification and the chelating agent release the metal ions from the fibers, but
they still have to be washed out of the system in a washer ahead of the bleaching stage.
Because the chelation and washing are usually incomplete, the metal ions can be carried
with the pulp to the circulation waters of a paper machine. In addition, fillers and coating
pigments used in paper making, especially kaolin, can contain relatively large amounts of
iron.

The main sources of the other metal ions (Na*, Ca®*, and AI**) and anions (CI,
S0,%, and COs%) studied in this paper are different chemical additives, fillers, and
coating pigments used in the papermaking process. Sodium hydroxide used for control-
ling the pH of the stock is the main source for Na* ions, while calcium carbonate used as
filler or coating pigment is the main source of Ca®* and COs* -ions. AI** ions mainly
come from inorganic fixatives.

Different dry-strength additives e.g. Polyvinyl Amine (PVam) and fixatives e.g.
polydiallyldimethylammonium chloride (poly-DADMAC) and polyaluminum chloride
(PAC) contain chloride. The sources of sulfate ions are e.g. sulfuric acid that is used for
pH control and fixatives e.g. aluminum sulfate (papermaker’s alum), and polyaluminum
nitrate sulfate (ANS).

The effect of metal ions on the brightness of mechanical pulp has been studied to
some extent (Forskahl 2000; Janson and Forskahl 1989; Ni et al. 1997; Konn 1998),
while, to our knowledge, the effect of different anions has yet to be studied. According to
Ni et al. (1997), Fe** and Fe** -ions have a significantly negative effect on the brightness
of bleached mechanical pulps, while copper and aluminum ions have a smaller negative
effect at the same concentration. The effect of calcium, magnesium, and manganese ions
was found negligible in the same study. The brightness loss with metal ions present at
concentrations typical for tap water can be as high as 4%-units (Ni et al. 1997). In
addition to the effect of different anions, this study gives additional information on the
metal ion-caused brightness reduction of both the fines and the fiber fraction of peroxide
bleached TMP as a function of time when the pulp is exposed to typical shear rates in the
wet end of a paper machine.

The darkening is explained by the formation of colored complexes between lignin
functional groups and metal ions (Ni et al. 1997). The negative effect of metal ions on the
brightness of bleached mechanical pulps is stronger than that of unbleached mechanical
pulps; this can be attributed to new functional groups, such as phenolic hydroxyl and
carboxyl groups, being generated during alkaline peroxide bleaching (Ni et al. 1997).
Other reasons for darkening could be metal ion-catalyzed oxidation of functional groups
on fiber surfaces or oxidation of dissolved and colloidal substances such as lignin,
lignans, carbohydrates, and extractives present in the water phase (Styan 1975).
Dissolved aromatic structures can also form complexes with metal ions (Konn 1998). The
thermal yellowing could be accelerated by transition metal ions, especially iron (Ni et al.
1997; Read et al. 1968; Gupta 1970). Precipitation of metal ions as highly colored
compounds is also possible.

The aim of this study was to clarify the effects of Fe?*, Mn?**, Na*, Ca?*, AI**, CI,
S0,*, and Cng' -ions on the brightness reduction of the fines and fiber fractions of
peroxide bleached TMP in the short circulation. This is part of a broader research on
mechanisms and phenomena causing the brightness reduction of mechanical pulp and
fillers in the wet end of a paper machine.
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EXPERIMENTAL

Materials
Pulps

The pulps used in this work were washed peroxide bleached thermomechanical
pulps from Norway spruce (Picea abies), sampled after bleaching and washing stages of
two different Nordic paper mills producing SC- and LWC-paper. The properties of the
pulps are shown in Table 1.

Table 1. Properties of the Pulps Used

Dry content CSF H ISO Brightness Flneszcggtent
(%) (mL) P (%) )
Standards ISO 638- ISO 5263, SCAN-CM 11:95, | SCAN-CM 66:05
used 1978 (E) ISO 5267-2 ISO 2470
TMP LWC 31.7 31 7.5 75.3 28
TMPSC1 32.7 39 7.3 73.0 30
TMP SC 2 31.3 70 7.7 75.9 20

The amounts of different metals in the pulps were studied from dried pulp
samples by an X-Ray Fluorescence (XRF) analysis (Table 2). Also the concentrations of
different ions in the water phases of hot disintegrated pulps (at 60 °C and 20 g/L) were
studied by an Inductively Coupled Plasma Optical Emission Spectrometry (ICP-OES)
analysis. The concentrations of AI**, Ca?*, and Fe*" were below the detection limit, 1
mg/L. The Na* concentrations were 58 mg/L (TMP LWC), 74 mg/L (TMP SC 1), and
102 mg/L (TMP SC 2). In the experiments the pulps were diluted after hot disintegration
from 20 g/L to 5 g/L before circulation, and hence the ion concentrations of the
circulation water without added ions can be assumed to be ¥ of the concentrations in the
water phases of the hot disintegrated pulps. As the ion concentrations of the water phases
of hot disintegrated pulps were low, the major part of the ions in the circulation water
came from the ion additions, and the initial metal content of the pulp did not have a
notable effect on the ion-caused darkening.

Table 2. Metal Contents of the Pulps Analyzed by X-Ray Fluorescence (XRF)
Spectrometer

Ca (mg/kg) Fe (mg/kg) Mn (mg/kg) Na (mg/kg)
TMP LWC 480 12 7 4690
TMP SC 1 400 6 3 5290
TMP SC 2 470 6 4 7720
Chemicals

Different chemicals were used to study the effect of different ions on the
darkening of the fines and fiber fraction of peroxide bleached TMP (Table 3). The
chemicals were dissolved in dilution water before the experiments to act as model
substances of disturbing cations and/or anions.

Ferrous sulfate and manganese chloride were added to study the effect of Fe?*-
and Mn?* -ions, respectively. The dosages of these chemicals were low because the
concentrations of ferrous and manganese ions is typically low in the white water of a
paper machine and ferrous ions were supposed to darken the fines and fiber fraction
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already at low concentrations. The effect of sulfate and chloride ions was assumed to be
negligible at these low dosage levels.

The effects of sulfate, chloride, and carbonate ions were studied at higher dosage
levels using calcium sulfate, calcium chloride, and calcium carbonate, respectively. The
dosage of each chemical was calculated so that the amount of added calcium ions was
constant. Calcium chloride, aluminum chloride, and sodium chloride were used to study
the effect of calcium, aluminum, and sodium ions, respectively. The dosage of each
chemical was calculated so that the amount of added chloride ions was constant.

All the chemicals were analytical grades with very low impurity contents (iron
content max 5 ppm) except calcium carbonate, which was a dry filler pigment powder
with a CaCOgs-content of 98% and iron content (as Fe,O3) of 0.06%. In addition to
chemicals in Table 3, 1 M NaOH and H,SO, were used for pH control of the pulp and
fines-containing wire water (circulation water) during the experimental procedure.

Table 3. Chemicals Used to Study the Effect of Different lons on the Darkening
of the Fines and Fiber Fraction of Peroxide Bleached TMP

Chemical Dosage (mg/L)

Cation Anion
Ferrous sulfate Fe®": 0,0.3, 0.5, 1.0, 2.5, or S0,°:0,0.5,0.9,1.7, 4.3,
(FeSO, - 7 H,0) 5.0 or 8.6
Manganese chloride Mn°*: 0 or 1.0 Cl:0or1.3
(MnC|2 -4 Hzo)
Calcium sulfate Ca”": 0 or 250 S0O,”: 0 or 599
(CaSO, - 2 H,0)
Precipitated calcium carbonate, | Ca’": 0 or 250 CO;”: 0 or 374
PCC (CaCO0»)
Calcium chloride Ca’": 0, 125, or 250 CI: 0, 221, or 442
(CaClz -2 HgO)
Aluminum chloride APP*: 0, 56, or 112 CI: 0, 221, or 442
(AICI5)
Sodium chloride Na': 0, 143, or 286 CI: 0, 221, or 442
(NacCl)

Methods

The short circulation of a paper machine was simulated on a laboratory scale
using the Recycling Device of Fines (RDF); see Varhimo et al. 2012 for details. It is set
up like a DDJ-type drainage jar (wire section) and a heated stainless steel sink (wire pit)
combined with a peristaltic pump circulating the fines-containing wire water back to the
drainage jar. A 52-mesh wire screen was used in the drainage jar. Peroxide-bleached
TMP was diluted with deionized water to a consistency of 20 g/L and hot-disintegrated at
60 °C. The pH of the pulp was adjusted before the hot disintegration, controlled at 10,000
revolutions, and, after the hot disintegration (30,000 revolutions), by drop-wise addition
of 1 M NaOH or H,SO,. The hot-disintegrated pulp was diluted with deionized water to a
consistency of 5 g/L and transferred into the RDF. Different chemicals (see Table 2) were
dissolved in the dilution waters. The fines-containing wire water was circulated at 58 °C,
and the wire water samples were taken during the circulation. The fiber samples were
taken before and after the circulation. The pH of the fines-containing wire water was
measured and controlled during the circulation by drop-wise additions of 1 M NaOH or
H,SO,. The chemical additions did not affect the consistency of the fines-containing wire
water, and therefore the separation of the fines and fiber fraction during the circulation
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was not disturbed by the added ions. In this study, the fraction that passed the 52-mesh
RDF wire is called fines fraction and the fraction that remained on top of the RDF wire is
called fiber fraction. The fiber fraction was not further fractionated or washed to remove
all fines since this could have also washed colored substances away from the fibers. The
high fines content makes this fraction resemble the original pulp composition more than a
pure long fiber fraction. The fractions were similar to the fractions generated in Varhimo
et al. 2012.

The sheets (target grammage 50 g/m?) were prepared from the samples using a
special vacuum sheet former with a 150-mesh wire (Varhimo et al. 2012), and the optical
properties of the sheets were measured. Hence, darkening of fines and fiber fractions
could be determined as a function of the circulation time at acidic (4.8) and neutral (7.3)
pH levels. The fines suspension, about 1.0 g/L, was transferred as such into the sheet
former, and no dilution was used in the sheet former. The fiber samples were diluted with
deionized water to a consistency of 1.0 g/L without pH adjustment before being
transferred into the sheet former. So, the pH during the sheet forming of fiber sheets was
close to neutral both in acidic and neutral circulation test points. In addition, the ion
concentrations of the water phase were low during the sheet forming of fiber sheets.

As the light absorption and light scattering coefficients were determined at the
wavelength 557 nm, they were related to the Y-value, not to the ISO brightness.
However, the development of ISO brightness and Y-value was almost identical in
different test points and therefore the light absorption and light scattering coefficients
correlated well with ISO brightness. The fluorescence of the fines sheets of test points
including dissolved CaCl, and CaSO, were measured within the wavelength range 400 to
600 nm with a Perkin Elmer LS-50B luminescence spectrometer to find out the effect of
chloride ions on the fluorescence of the sheets. The measurement parameters were:
emission slit 10 nm, excitation slit 10 nm, scan speed 100 nm/min, emission filter 390
nm, and excitation wavelength 375 nm. The number of parallel measurements per test
point was 3. A flow sheet of the experimental procedure is shown in Fig. 1.

g“;”;c i Recycling Device of Fines
Pulp .| Hotdisintegration | (incl. ions) ! 80 min Fines + water
o 20 g/L i v
Dilution —— 25L I i | wire section
water_ 60°C T 5glL
(incl. ions) 3000 rpm | 275L
10 min ! 58°C Wire pit
! 2000 rpm
52 mesh wire 1.0g/L
32 min 5.5 L (decreases 0.5 L/sample)
58°C
48 min
______________ Fines + water 1 - ______.....
‘ Fines + water
Fibers (after 0, 20, 40, 60 and 80 min)
(after 0
and
80 min
o ) Sheet former
Dilution — ]|
to 1.0 g/L 1.0 glL
0.5L
Sheet «+——| 150 mesh wire
-Measurement l
of optical properties .
Filtrate

Fig. 1. The flow sheet and values of the parameters of the experimental procedure
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With a typical circulation time of 80 min, the retention time of the fines was 32
min on average in the wire section where the shear forces were high (2000 rpm agitation)
and 48 min on average in the wire pit where the shear forces were low. The fiber fraction
remained in the wire section for the whole circulation time.

Mathematical models used in interpretation of results

The different ions were always added as chemical compounds including both
cations and anions. To mathematically separate the individual effects of these pairs from
each other and to characterize the effect of each cation and anion separately, multiple
linear regression analyses were performed based on the results. The variables were: Fe?*,
Mn*, AP**, Ca**, Na*, CI', SO,%, COs*, pH, circulation time, and the pulp used. The
levels of the variables in the different runs were too irregularly distributed to be used in a
classical analysis of variance. In a multiple linear regression analysis the linear model
that minimizes the difference between the measured responses and the predicted values is
found. The minimization is made in the least square sense. Because of the linearity, there
is a unique solution. The analysis also produces statistics where the significance of the
different variables is estimated. One value that can be used to estimate the significance of
the variables is the p-value, a number between 0 and 1, which can be interpreted as a
probability. A level of 0.01 was chosen as significance limit; a p-value higher than that
was interpreted to indicate no statistical significance of the variable. If some of the
variables were found to have higher p-values than 0.01, they were then removed from a
subsequent regression analysis.

In the case of the ion-variables there is bound to be multicollinearity between the
variables since they are always added in the form of certain chemical compounds.
According to the results, it could be assumed that the effect of the carbonate ion is
negligible. Then, the multicollinearity was lifted and the analysis can be performed. After
removing the not statistical significant variables, the carbonate ion can be taken back into
the analysis. So, finally the effect of carbonate ion was also tested. The regression
analysis was made for the main effects using MINITAB 16 Statistical Software.

RESULTS AND DISCUSSION

The Effect of Ferrous and Manganese lons

Ferrous ions were found to decrease the brightness of the fines fraction substan-
tially at low concentrations (Fig. 2). A Fe**-ion concentration of 0.3 mg/L decreased the
brightness of the fines fraction by about 2%-units. Fe?*-ions already darkened the fines
fraction during the hot disintegration (before the circulation), but the rate of darkening
during the circulation was the same as without ferrous ions. The brightness reduction
during the circulation without added ions was probably partly due to the formation of
light-absorbing chromophores in the lignin structures of fibers and fines (e.g. thermal
darkening) and partly due to adsorption of light-absorbing dissolved and colloidal
substances (e.g. lignin and its relatives) to their surfaces from the water phase. The
mechanism for darkening during the circulation with added Fe** concentrations of 0.3 to
1.0 mg/L seemed to be the same. According to Varhimo et al. (2013a), a pH change from
4.8 to 7.3 did not affect the light absorption of the fines or fiber fraction of peroxide
bleached TMP during the circulation, and hence the darkening was not due to alkaline
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conditions. Manganese ions did not affect the brightness at the dosage level of 1.0 mg/L
(Fig. 2).

When the Fe**-ion concentration of the circulation water was very high (2.5 or 5.0
mg/L), a major part of the brightness reduction happened already before the circulation,
and the circulation time did not have as large effect on the darkening (Fig. 3). The
brightness actually increased in the beginning of the circulation, which was probably
caused by de-sorption of iron from the surfaces of the fines due to the high shear rate
(2000 rpm agitation) in the wire section of the RDF.
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Fig. 2. The effect of Fe**- and Mn?*-ion concentrations of the wire water on the darkening of the
fines fraction of peroxide bleached TMP (TMP SC 1) during the circulation in the RDF at pH 7.3
and 58 °C. Fe?" -ions were added as FeSO,and Mn?* -ions as MnCl,. The values of the test
points are from single circulations.
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Fig. 3. The effect of Fe®*-ion concentration of the wire water on the darkening of the fines fraction
of peroxide bleached TMP during the circulation in the RDF at pH 7.3 and 58 °C. Fe*" -ions were
added as FeSO,. The values of TMP SC 1, no added ions-test point were calculated as average
of two circulations in parallel and the values of all the other test points were from single
circulations.
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Two similar test series were carried out with TMP SC 1, and the results are shown
in Figs. 2 and 3: no added ions and Fe?* 1.0 mg/L. The brightness values at the same
circulation times (0 and 60 min) in these test series were from different runs and therefore
not precisely the same, yet quite close to each other.

Ferrous ions also decreased the brightness of the fiber fraction. The darkening of
fines and fiber fractions caused by ferrous ions is due to increased light absorption.
Ferrous ions increase the light absorption of the fiber fraction less than that of the fines
fraction. The brightness of the fines and fiber fraction is compared in Fig. 4. When Fe?*-
ions were not added in the process, the brightness of the fines fraction was about the
same as that of the fiber fraction. When the Fe**-ion concentration of the circulation
water was 1.0 mg/L, the brightness of the fines fraction was slightly lower than that of the
fiber fraction. At the Fe’*-ion concentration of 2.5 mg/L, the brightness of the fines
fraction was notably lower than that of the fiber fraction. The difference in brightness
between the fines and the fiber fraction was especially large at the beginning of the
circulation. At longer circulation times, the difference in brightness was smaller.

o4
o

pH7.3
)

b;
75 /‘ %
/ #+ No added ions
70 / /
: / A Fe? 1.0mgll
Circulation time
B Fe?* 2.5mg/l
= / increases ¢
65
[ 4

Brightness of fiber fraction (%IS0O)

60
60 65 70 75 80

Brightness of fines fraction (%IS0)

Fig. 4. The brightness of the fines fraction compared to the brightness of the fiber fraction of
peroxide bleached TMP. Fe?" -ions were added as FeSO,.

The stronger darkening of the fines fraction is probably due to the fact that fines
of refiner-based mechanical pulps typically have a higher lignin content than the corres-
ponding fibers (Chang et al. 1979; Sundberg et al. 2001; Kangas and Kleen 2004) and
ferrous ions probably formed strongly colored complexes with the lignin. In addition,
ferrous ions could have formed complexes with dissolved and colloidal substances in the
water phase and fines could have collected these complexes more effectively than fibers
due to their larger specific surface area.

The Effect of Chloride, Sulfate, and Carbonate Added with Calcium

The effects of chloride, sulfate, and carbonate ions on the brightness of the fines
and fiber fractions of peroxide bleached TMP was studied by dissolving CaCl,, CaSQ,,
and CaCQOg in the circulation water. The dosage of each chemical was calculated so that
the amount of added Ca**-ions was 250 mg/L. The fines-containing wire water was
circulated in the RDF for 80 min. When the wire water contained dissolved CaCls,, the
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brightness of the fines fraction of peroxide bleached TMP decreased both at neutral and
at acidic pH levels (Fig. 5). The darkening effect was instant because the brightness was
already lower at the beginning of the circulation. At an acidic pH level, the darkening
was also faster during the circulation, while at a neutral pH level, the rate of darkening
during the circulation was the same as without added ions. CaSO,4 and CaCO3 decreased
the brightness slightly during the circulation, but notably less than CaCl,. CaCO3; was
tested only at an acidic pH level because it does not dissolve at neutral pH levels.
Because CaCl, decreased the brightness much more than CaSO,4 or CaCOs3, chloride ions
seemed to be much more harmful to the brightness of the fines fraction than calcium,
sulfate, or carbonate ions.

In the authors’ previous study (Varhimo et al. 2013b), it was found that carbon
dioxide gas decreases the brightness of the fines fraction of peroxide TMP. Calcium
carbonate fillers form carbon dioxide gas while dissolving (Jaakkola and Manner 2001).
However, in the present study, the PCC filler was dissolved in the dilution water on the
day before the experiments, and therefore the water phase probably did not contain free
carbon dioxide gas during the experimental procedure.

. 80 80
3
s 78 78 4 I
: 7 -
o ’
E 76 l_l.._ T _ 76 ] . —o— Ref.
= \
9 74t~ L\; 74 —e— 50,2599 mgll
g ¢
2 \\ [ \ Ca2+
L3 -
5 72 72 —m~ COzZ 374 mgll 250 mgl
7]
2 70 7 —— CF442mgil
£
£
2 s
[
m g3 ‘ ‘ ‘ ‘ 68 ‘ ‘ ‘ ‘
0 20 40 60 80 100 o 20 40 60 80 100
Circulation time (min) Circulation time (min)
(@) (b)

Fig. 5. The effect of S0,” -, CO37-, and CI -ions added with calcium on the brightness of the
fines fraction of peroxide bleached TMP (TMP SC 2) during the circulation at 58 °C in the RDF at
(a) pH 7.3 and (b) pH 4.8. The dosage of each chemical was calculated so that the amount of
added Ca**-ions was 250 mg/L. The values of Ref. -test point at pH 7.3 were calculated as an
average of two circulations in parallel, the values of Ref. -test point at pH 4.8 as an average of
three circulations in parallel, and the values of all the other test points were from single
circulations. Standard deviation was used as a measure of variation.

When CaCl, was added, the brightness reduction of the fines fraction was due to
increased light absorption both at neutral and acidic pH levels (Fig. 6). CaSO, or CaCO3;
did not increase the light absorption as much. Calcium increased the light scattering of
the fines fraction regardless of whether it was added as sulfate, carbonate, or chloride.
The relatively large variations in light scattering and light absorption results can be
attributed to uneven sheet structures. The grammage varied only slightly between the
sheets, but quite a lot within a sheet due to its uneven structure. This explains the large
variations in light scattering results. The light scattering is very sensitive to small changes
in the structure of the sheet. It is very difficult to produce a sheet with an even structure
from the fines fraction alone, especially without dilution to a very low consistency in the
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sheet former. The filtration of the sheets in the sheet former was carried out at relatively
high consistency (1.0 g/L) for the following reasons: dilution could have washed away
colored substances from the surfaces of the fines and fibers, and the drainage time of the
sheet forming was aimed to be constant and as short as possible to avoid extra darkening.
So, the light scattering and light absorption values are indicative.

o ! !
< | |
£ "
'E |\ Brightness 808
o i i\ increases
- H i
=3 H H
g 2 i 21 A CI 442mg/l
w H | H H
g Ca®i+ 2 Cl 83‘4"% Brightness
% + increases | m CO;> 374mgi Ca*
2 : — ; ; 250 mg/l
R Ok 22 . SO NPT SO W R VA
2 {Ca% + S0, ® SO, 599mg/l
8 ————i i |
o 85.9%
- + Ref.
=
k=
- 0 + : 0 + +
40 60 80 100 120 40 60 80 100 120
Light scattering of fines fraction (m2/kg) Light scattering of fines fraction (m%/kg)
(a) (b)

Fig. 6. The effect of S0,” -, CO37-, and CI -ions added with calcium on the light absorption and
light scattering of the fines fraction of peroxide bleached TMP (TMP SC 2) at (a) pH 7.3 and (b)
pH 4.8. The circulation time was 80 min and temperature 58 °C. The dosage of each chemical
was calculated so that the amount of added Ca®*-ions was 250 mg/L. The reflectivity values (Y-
values) of the test points are shown next to the data points. The values of Ref. -test point at pH
7.3 were calculated as an average of two circulations in parallel, the values of Ref. -test point at
pH 4.8 as an average of three circulations in parallel, and the values of all the other test points
were from single circulations. Standard deviation was used as a measure of variation.
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Fig. 7. The effect of SO42'-, Cogz'-, and CI -ions added with calcium on the brightness of the
fiber fraction of peroxide bleached TMP (TMP SC 2) during the circulation at 58 C in the RDF at
(a) pH 7.3 and (b) pH 4.8. The dosage of each chemical was calculated so that the amount of
added Ca**-ions was 250 mg/L. The values of Ref. -test point at pH 7.3 were calculated as an
average of two circulations in parallel, the values of Ref. -test point at pH 4.8 as an average of
three circulations in parallel, and the values of all the other test points were from single
circulations. Standard deviation was used as a measure of variation.
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Calcium chloride also decreased the brightness of the fiber fraction of peroxide-
bleached TMP both at neutral and acidic pH levels (Fig. 7). At a neutral pH level, CaSO,
also decreased the brightness. The brightness decrease was due to the increased light
absorption of the fibers. The chemicals did not affect the light scattering of the fiber
sheets. This is probably because the calcium ion concentration of the water phase during
the fiber sheet forming was low due to the dilution with deionized water before the sheet
preparation. The fines fraction was not diluted before the sheet forming, and the calcium
ion concentration of the water phase was higher, resulting in higher light scattering. Due
to the increased light scattering that compensated the increased light absorption, CaSO,
did not negatively affect the brightness of the fines fraction at a neutral pH level (Fig. 5a).
At an acidic pH level, CaSO, or CaCO;3; did not affect the light absorption, light
scattering, or brightness of the fiber fraction.

Chloride itself does not absorb light in the visible region of the spectrum.
Chloride ions among other halides have a tendency to extinguish fluorescence of
materials (Geddes 2001). The decrease in fluorescence can generate radicals that cause
darkening. Chloride ions and the increased circulation time decreased the fluorescence of
the fines sheet at pH 4.8 (Fig. 8). However, although the chloride ions decreased the
brightness of the fines fraction also at pH 7.3 (Fig. 5a), no significant differences in
fluorescence of those sheets were found. Thus, the decreased fluorescence cannot by
itself explain the extent of brightness reduction caused by the chloride ion.
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Fig. 8. Relative fluorescence intensities of the fines fraction of peroxide bleached TMP (TMP SC
2) circulated in the RDF at pH 4.8 and 58 °C. CaSO, or CaCl, was dissolved in the circulation
water so that the amount of added Ca**-ions was 250 mg/L. The circulation time was 0 or 80 min.
The brightness values of the same fines sheets were shown in Fig 5b.

The Effect of Aluminum, Calcium, and Sodium Added with Chloride

The effects of aluminum, calcium, and sodium ions on the brightness of the fines
and fiber fractions of peroxide bleached TMP were studied by dissolving AICl3;, CaCls,,
and NacCl in the circulation water. The dosages of each chemical were calculated so that
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the amount of added Cl-ions was 221 or 442 mg/L. At a neutral pH level, CaCl, and
NaCl decreased the brightness of the fines fraction to some extent, while AICI3 slightly
increased the brightness (Fig. 9a). At an acidic pH level, all of the chloride chemicals
decreased the brightness of the fines fraction (Fig. 9b). CaCl, decreased the brightness
the most and AICI; the least. The increase in chemical dose decreased the brightness with
all of the chloride chemicals. The chloride chemicals also decreased the brightness of the
fiber fraction.

78 78
A+ 56 mg/l * AP+ 56 mg/|
76 76
.w mg/l
Na* 143 mg/| AP+ 112 mg/l & Ref
747 74 S~

)
Ca? 125 mg/l . —e— AICl,
Na* 286 mg/l Ca* 125 my\\.
+ / Na* 286 mg/l
72 Na* 143 mg/l \ 72 a mg —m— Nacl
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—a— CaCl,
70 70
N
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Fig. 9. The effect of added AIClI;, CaCl,, and NaCl on the brightness of the fines fraction of
peroxide bleached TMP (TMP SC 2) at (a) pH 7.3 and (b) pH 4.8. The circulation time was 80 min
and temperature 58 °C. The value of Ref. -test point at pH 7.3 was calculated as an average of
two circulations in parallel, the value of Ref. -test point at pH 4.8 as an average of three
circulations in parallel, and the values of all the other test points were from single circulations.
Standard deviation was used as a measure of variation.

The decrease in brightness can be attributed to the increased light absorption of
the fines fraction (Fig. 10). CaCl, increased the light absorption more than NaCl or AIClIs.
Hence, in addition to chloride ions, calcium ions also increased the light absorption.
Chloride chemicals increased the light absorption of the fines fraction during the
circulation more at acidic than at neutral pH levels, indicating that chloride ions are more
harmful for the brightness at acidic pH levels. In addition to Ca**-ions, AI**-ions also
increased the light scattering of the fines fraction. Regardless of large variations in the
measured values, the increase in the light scattering of the fines sheet was significant,
from 61 to 93 m?/kg at pH 7.3 and from 78 to 102 m%/kg at pH 4.8, when CaCl, or AICl;
was added. If the light absorption of the fines fraction had remained the same, 0.72 m?/kg
at pH 7.3 m? and 0.77 m?/kg at pH 4.8, in Fig. 10, the reflectivity (Y-value) would have
increased from 85.9 to 88.3% at pH 7.3 and from 87.0 to 88.5% at pH 4.8. However, CI’
and Ca?* -ions increased the light absorption and hence the brightness decreased. If AI** -
ions were added with anions that do not affect the light absorption of the fines, the
brightness would have increased.

There was a clear change in the formation of the fines sheets, when aluminum and
calcium ions were added. Aluminum and calcium ions seemed to flocculate the fines,
which resulted in a porous sheet that had a greater unbounded surface area available for
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light scattering. This change in the sheet structure was probably because at high concen-
trations of cations, the ionizable groups (e.g. carboxylic groups) of fines surfaces were in
dissociated form and the fines were not as swelled and softened as in pure water. This
same effect of cations on pulp has also been observed in many earlier studies and the
swelling has been reported to decrease with increasing cation valence (Scallan and
Grignon 1979; Scallan 1983; Hammar et al. 1995; Salmén 1995). Utilization of the
positive effect of AI** -ions on the light scattering on a real paper machine is somewhat
questionable, because the formation and the strength properties of the produced paper
would probably worsen. In addition, it is unclear if the light scattering of the paper
containing all pulp fractions (and possibly also filler) increases as much as that of the
laboratory sheets from fines fraction.

It is possible that calcium ions fixed light-absorbing substances from the water
phase on the surface of the fines and fiber fractions and the light absorption increased that
way. However, this is uncertain because aluminum ions would have expected to fix the
light absorbing substances too, but aluminum did not increase the light absorption of the
fines or fiber fraction.
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Fig. 10. The effect of Na* -, Ca®*-, and A** -ions added with chloride on the light absorption and
light scattering of the fines fraction of peroxide bleached TMP (TMP SC 2) at (a) pH 7.3 and (b)
4.8. The circulation time was 80 min and temperature 58 °C. The dosage of each chemical was
calculated so that the amount of added Cl-ions was 442 mg/L. The reflectivity values (Y-values)
of the test points are shown next to the data points. The values of Ref. -test point at pH 7.3 were
calculated as an average of two circulations in parallel, the values of Ref. -test point at pH 4.8 as
an average of three circulations in parallel and the values of all the other test points were from
single circulations. Standard deviation was used as a measure of variation.

Mathematical Models Based on Results

The different ions were always added as chemical compounds including both
cations and anions. To separate these pairs from each other and clearly see the effect of
each cation and anion separately multiple linear regression analyses were performed
based on the results. A linear mathematical model was calculated for 1ISO brightness, Y-
value, specific light absorption coefficient (k), and specific light scattering coefficient (s)
of the fines and fiber fractions of peroxide bleached TMP (Table 4). The results of the
regression analyses supported the results shown in this paper quite well. However, the
linear mathematical model predicted too low initial brightness values for the fines
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fraction of TMP LWC and TMP SC 2 (73.2%) compared to those of the measured values
(74.5% for TMP LWC and 74.9-75.6% for TMP SC 1). According to the results shown in
Fig. 2, the measured brightness values with added Mn?* were very close to those of the
reference, indicating no significant effect of manganese ions. But when fitting the
mathematical model there is, compared to the reference, an additional parameter to
describe the brightness value where Mn?* has been added — the coefficient of the Mn?*-
variable. As a consequence and because of the fact that the addition of Mn?* was
conducted only at one level (1 mg/L), the model spuriously affiliated a significant
positive effect to the addition of manganese ions.

Table 4. Effect of Different lons in the Circulation Water, pH, and Circulation
Time at 58 °C on the Optical Properties of the Fines and Fiber Fraction of
Peroxide Bleached TMP

Fines Fraction Fiber Fraction

Initial Values Brightness VaY|l-Je 2k 2S Brightness VE;l-,le 2k 2S

0, 0,

(%IS0O) (%) (m“/kg) | (m“/kg) | (%ISO) (%) (m“/kg) | (m“/kg)
TMP LWC* 73.2 84.9 0.58 74.5 74.4 85.4 0.63 56.5
TMP SC 1* 73.2 83.2 1.26 82.3 74.4 85.4 0.63 56.5
TMP SC 2* 77.0 88.1 0.58 745 77.7 88.8 0.35 56.5
MnZ* NP NN ]
(O mg/L > 1 g/L )™ (+1.7) (+3.2) +0 +0 +0 +0 +0 +0
Fez+
(0 mg/L > 1 mg/Ly* -2.9 -3.0 +0.97 +0 -2.3 -3.0 +0.53 +0
Na*
(0mg/L > 286 g/L) +0 +0 +0 +0 +0 +0 +0 +0
Ca2+
(0 mg/L > 250 g/L) -1.0 -1.2 +0.44 | +23.2 +0 -14 +0.17 +0
AP
(0 mg/L > 112 g/L) +1.8 +1.3 +0 +26.3 +0 +0 +0 +0
(ol}
(0 mg/L > 442 g/L) -2.6 -2.3 +0.39 +0 -1.5 -15 +0.17 +0
S0,
(0 mg/L > 599 g/L) +0 +0 +0 +0 +0 +0 +0 +0
CO5”™
(0 mg/L => 374 g/Ly* +0 +0 +0 +0 +0 +0 +0 +0
pH (7.3 2 4.8) +1.3 +0 +0 +8.4 +0 +0 +0 +0
Circulation time
(0 min > 80 min) -2.0 -1.6 +0.31 +0 24 -16 +0.22 +0
Adjusted R Square 0.95 0.93 0.88 0.52 0.93 0.93 0.94 0.00

* |nitial values: pH 7.3, circulation time 0 min, no added ions

** Studied only at pH 7.3
*** Studied only at pH 4.8

~ the model spuriously affiliated a significant positive effect
k = specific light absorption coefficient; s = specific light scattering coefficient.
Notice that the positive values (+) in light absorption-column (k) have a negative effect on brightness.

Fe?* -ions decreased the brightness of both fractions by increasing the light

absorption. AI**

-ions increased the brightness of the fines fraction by increasing the light

scattering. When Ca®*-ion concentration of the circulation water increased from 0 to 250
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mg/L, both the light absorption and the light scattering of the fines fraction increased.
The effect of increased light absorption dominated and Ca**-ions decreased the
brightness of the fines fraction by 1%-unit. CI" -ions decreased the brightness by
increasing the light absorption of the fines and fiber fractions. Decreased pH increased
the brightness of the fines fraction by increasing the light scattering. Increased circulation
time decreased the brightness of both fractions by increasing the light absorption. Na®,
S04%, or COs*-ions had no effect on the optical properties of the fines or fiber fractions.

Adjusted R Square (Table 3) expresses the accuracy of the model. The bigger (or
closer to 1) the Adjusted R Square, the more accurate the model is. The accuracies of the
models of 1SO brightness, Y-value, and light absorption (k) were quite high. The
accuracy of the fines fraction model of light scattering (s) was relatively poor. The light
scattering of the fines sheet could not be predicted very accurately by the variables
because the sheet structure was uneven and the changes in light scattering were quite
occasional. None of the variables had a significant effect on the light scattering of the
fiber sheet. This was probably because the ion concentrations of the water phase were
low and the pH was close to neutral in all test points during the fiber sheet forming due to
the dilution using deionized water before the sheet preparation.

CONCLUSIONS

1. Ferrous ions darkened the fines fraction of peroxide bleached TMP already at low
concentrations. The effect was instant, which means that iron darkened the fines
fraction already at the beginning of the circulation, but did not increase the rate of
darkening during the circulation. Ferrous ions also darkened the fiber fraction of
peroxide bleached TMP, though not as much as they darkened the fines fraction. The
darkening caused by ferrous ions was attributed to increased light absorption of the
fines and fiber fraction. It is very important to keep the iron content of the pulp and
white water as low as possible because already low contents of iron have a negative
effect on the brightness of produced paper.

2. Calcium ions increased both the light absorption and light scattering of the fines
fraction. The increased light absorption dominated, and the brightness decreased.

3. Chloride ions decreased the brightness by increasing the light absorption of the fines
and fiber fraction. Chloride ions were more harmful to the brightness at acidic pH
levels than at neutral pH levels. Although the chloride ions darkened the fines and
fiber fractions, the chloride ion concentration of the white water in real paper
machines is very rarely as high as in these tests. Calcium chloride is used very
commonly as a model chemical for calcium ions in laboratory tests. This study
showed that calcium chloride is not a suitable model chemical for calcium ions, if the
darkening phenomena are studied, because chloride ions decrease the brightness.

4. Aluminum ions increased the brightness of the fines fraction by increasing the light
scattering.

5. Manganese, sodium, sulfate, or carbonate ions did not affect the optical properties of
the fines or fiber fraction.

Varhimo et al. (2013). “lons and pulp brightness,” BioResources 8(3), 4117-4133. 4131



PEER-REVIEWED ARTICLE b | oresources.com

ACKNOWLEDGMENTS

The authors would like to thank TES (Finnish Foundation for Technology
Promotion), the Walter Ahlstrom foundation, Kemira Oyj, PaPSaT (International
Doctoral Programme in Bioproducts Technology), and TEKES (the Finnish Funding
Agency for Technology and Innovation) for financial support.

REFERENCES CITED

Chang, H.-M., Sinkey, J. D., and Yan, J. F. (1979). “Chemical analysis of refiner pulps,”
Tappi 62(9), 103-106.

Colodetto, J. L., Rothenberg, S., and Dence, C. W. (1988). “Factors affecting hydrogen
peroxide stability in the brightening of mechanical and chemimechanical pulps. Part
I: Hydrogen peroxide stability in absence of stabilizing systems,” J. Pulp Paper Sci.
14(6), 126-132.

Enberg, S., Paulsson, M., Rundl6f, M., Johnsen, I.A., and Axelsson P. (2009). “The
influence of process conditions during pulp storage on the optical properties of
Norway spruce high-yield pulps,” International Mechanical Pulping Conference
2009, pp. 117-121.

Forskahl, 1. (2000). “Brightness reversion,” In: Papermaking Science and Technology:
Forest Products Chemistry (book 3), 1 Edition, Stenius, P. (ed.), Fapet Oy, Helsinki,
Finland, pp.279-332.

Geddes, C.D. (2001). “Optical halide sensing using fluorescence quenching: Theory,
simulations and applications — A review,” Meas. Sci. Technol. 12 (2001), R53-R88.

Gupta, V.N. (1970). “Effect of metal ions on brightness, bleachability and colour
reversion of groundwood,” Pulp Paper Mag. Can. 71(18), 69-77.

Hammar, L. A. , Htun, M. , Ottestam, C. , Salmén, L., and Sjogren B. (1995). “Utilising
the ionic properties of the wood polymers in mechanical pulping,” 1995 International
Mechanical Pulping Conference, Ottawa, Canada, 12-15 June 1995, pp. 183-187.

Jaakkola, P., and Manner, H. (2001). “Comparison of methods for stabilization of PCC
against dissolution at acidic papermaking conditions,” Nord. Pulp Paper Res. J.
16(2), 113-117.

Janson, J., and Forsskahl, 1. (1989). “Colour changes in lignin-rich pulps on irradiation by
light,” Nord. Pulp. Paper Res. J. 4(3), 197-205.

Johns, D. T. (1996). “Utilization of chelate to optimize the hydrogen peroxide bleaching
process,” 50" APPITA Annual General Conference, Auckland, New Zealand, 6-10
May 1996, Vol. 1, pp.237-242.

Kangas, H., and Kleen, M. (2004). “Surface chemical and morphological properties of
mechanical pulp fines,” Nord. Pulp Paper Res. J. 19(2), 191-199.

Kappel, J., and Shaschnigg, J. (1991). “Bleaching of groundwood pulp at temperatures up
to 95 °C,” Pulp Paper Mag. Can. 92(9), 60-65.

Konn, J. (1998). “Morkfargning av mekaniska massor och bakvatten vid slutning av
vattensystem,” M.Sc. Thesis, Abo Akademi University, Faculty of Chemical
Engineering, Turku, Finland, 47 p.

Lindholm, C.-A. (1999). “Bleaching,” In: Papermaking Science and Technology:
Mechanical Pulping (book 5), 1% Edition, Sundholm, J. (ed.), Fapet Oy, Helsinki,
Finland, pp. 311-343.

Varhimo et al. (2013). “lons and pulp brightness,” BioResources 8(3), 4117-4133. 4132



PEER-REVIEWED ARTICLE b | oresources.com

Luoma, M., McGregor, C., and Freeman, W. L. (2004). “Advanced retention and
drainage technology offers performance and stability improvements and operational
cost savings,” Pap. Tech. 45(9), 22-26.

Ni, B.Y., Li, Z., and van Heiningen, A. R. P. (1997). “Minimization of the brightness loss
due to metal ions in process waters for bleached mechanical pulps,” Pulp Paper Can.
98(10), 72-75.

Ohlsson, L., and Federer, R. (2002). “Efficient use of fluorescent whitening agents and
shading colourants in the production of white paper and board,” Tappsa J. Nov. 2002,
25-28.

Read, D. W., Eade, B. D., and Slingsby, N. R. (1968). “The origin and some effects of
contaminating metal ions in the groundwood bleaching environment,” Pulp Paper
Mag. Can. 69(13), 296-303.

Salmen, L. (1995). “Influence of ionic groups and their counter ions on the softening
properties of wood materials,” J. Pulp Pap. Sci. 21(9), J310-J315.

Scallan, A. M. (1983). “The effect of acidic groups on the swelling of pulps: A review,”
Tappi J. 66(11), 73-75.

Scallan, A. M., and Grignon, J. (1979). “The effect of cations on pulp and paper
properties,” Svensk Papperstidn. 82(2), 40-47.

Styan, G.E. (1975). "Chemical factors affecting groundwood brightness,” Pulp Paper
Can. 76(12), 88-90.

Sundberg, A., Sundberg K., and Holmbom, B. (2001). “Chemical characterisation of
different types of fines in mechanical pulp,” 11" International symposium on wood
and pulping chemistry, Nice, France, 11-14 June 2001, vol. Ill, Poster presentations,
pp.605-608.

Varhimo, P., Konn J., Lillandt M., and Paltakari J. (2012). “Brightness reduction of
mechanical pulp in the wet end of a paper machine: Method development and
validation,” Nord. Pulp Paper Res. J. 27(3), 542-549.

Varhimo, P., Konn, J., Lillandt, M., and Paltakari J. (2013a). “Brightness reduction of
mechanical pulp in the wet end of a paper machine: The effect of pH, pulp washing
and shear rate,” Nord. Pulp Paper Res. J. 28(1), 51-58.

Varhimo, P., Konn J., Lillandt M., and Paltakari J. (2013b). “Brightness reduction of
calcium carbonate and calcium sulfate fillers in the wet end of a paper machine,”
Nord. Pulp Paper Res. J. 28(1), 59-67.

Article submitted: March 15, 2013; Peer review completed: May 5, 2013; Revised
version received and accepted: May 30, 2013; Published: June 14, 2013.

Varhimo et al. (2013). “lons and pulp brightness,” BioResources 8(3), 4117-4133. 4133



