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Study on the Dynamic Viscoelasticity of Bamboo Kraft
Black Liquor
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The dynamic viscoelasticity of bamboo kraft pulping black liquor under
various temperatures (ranging from 50 to 80 °C) and solids
concentrations (60 to 80 wt.%) was studied. Rotational rheometer
analysis data indicated that the viscoelastic motion law with a high solids
concentration in black liquor was in accordance with the Kelvin model,
and black liquor with a medium concentration conformed to the Maxwell
model. As a result, the temperature and solids concentration greatly
influenced the dynamic viscoelasticity of bamboo kraft pulping black
liquor. For instance, the modulus increased as the solids concentration
increased, indicating that the viscous component of black liquor was
prominent. For this reason, it was easier to soften the bamboo black
liquor, providing a favorable condition for the pure viscosity of black
liquor. Steady shear thinning was apparent during the frequency shear
process. The dynamic viscosity, storage viscosity, and complex viscosity
of the black liquor decreased as the shear frequency increased. The
guantitative relationship between dynamic viscosity and angular
frequency can be described using the Power Law model.
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INTRODUCTION

Because of the shortage of wood resources, non-wood fiber materials are being
used for papermaking purposes in Europe and Asia. The bamboo forest area of China
ranks second in the world, and bamboo is considered a favorable papermaking material
(Sun and Hui 2002). Bamboo is a type of non-wood raw material that grows quickly and
has been used in the production of ordinary paper, dissolving pulp, fluff pulp,
microcrystalline cellulose, and other products (Lin et al. 2014). Therefore, taking full
advantage of abundant bamboo resources for pulping and papermaking would be
beneficial, considering China's national forest conditions.

Black liquor is the major byproduct in chemical pulping, as well as a fuel for pulp
mills. In the kraft, sulfate, and soda processes, cellulose fibers are disassociated from
lignin by chemical reactions (Das et al. 2013). Black pulping liquor consists of organic
and inorganic materials. In recent years, studies have focused on the chemical
composition and physical properties of black liquors (Cardoso et al. 2009; Garron et al.
2015). During the chemical pulping process, approximately 50 wt.% of the wood raw
material was dissolved in the cooking liquor (Zhan 2009), including lignin,
polysaccharides, and resinous compounds of a low molar mass. Inorganic compounds
present in black liquor consist mostly of sodium salts and small amounts of potassium,
calcium, magnesium, silicon, and irons salts in an aqueous medium (Zhang et al. 2013).
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The rheological properties of black liquor are affected by temperature, solids
concentration, and shear rate, as reported by a previous study (Zaman and Fricke 1995).
Other important parameters, such as droplet formation, drying characteristics, and
swelling characteristics in the furnace, also affect the rheological properties of black
liquor (Llamas et al. 2007). However, the rheological properties of black liquor vary from
liquor to liquor because of the cooking conditions and the wood species type. Bamboo
black liquor can be concentrated and burned, and its high viscosity restricts the solids
concentration to an upper limit of 50 wt.%, which makes the recovery of bamboo black
liquor more difficult to complete (Alg 2004). As a result, the rheological properties of
black liquor play an important role in alkali recovery and the evaporation process.

Several studies have discussed the rheological properties of black liquor, such as
shear viscosity and linear viscoelasticity; however, most of the studies merely refer to
softwood or broadleaf wood black liquor (Zaman and Fricke 1995; Cardoso et al. 2006).
Additionally, fewer studies highlighted the linear viscoelastic functions of black liquor at
high temperature and solids concentration (Li and Li 2000; Boladale 2010).

Some research results regarding the rheological properties of black liquor have
been published (Soderhjelm 1988; Lu and Bin 2001; Andreuccetti et al. 2011). However,
there has been relatively little research on the dynamic viscoelasticity of bamboo black
liquor. In this study, the dynamic viscoelasticity of bamboo kraft cooking black liquor
was examined using a rotational rheometer. Useful information on shear viscosity and
linear viscoelastic functions of well-characterized bamboo black liquors can be obtained.
The critical error problems resulting from viscous heating and the flow of black liquor
through the nozzle can be solved with the dynamic viscosity measurement method, which
is more accurate and simple. Additionally, the study is of importance to provide an
overview of the physical and chemical properties of bamboo kraft black liquor.
Meanwhile, novel approaches for evaporation and combustion can be developed based on
the findings of the study.

EXPERIMENTAL

Materials

The bamboo black liquor used in this investigation was kindly supplied by
Chitianhua Pulp and Papermaking Co., Ltd., Guizhou, China. The properties of the black
liquor were as follows: solids content, 72.26 wt.%; SiO content, 1.03 wt.%); total alkali
content, 29.60 wt.%; total sulfur content, 4.43 wt.%; and fuel value, 11.18 MJ/Kg.

Three kinds of black liquor with different solids content (72.26 wt.%, 77.38 wt.%,
and 63.10 wt.%) were selected for analysis. The black liquor with a solids concentration
of 72.26 wt.% was used as the control specimen. The thick black liquor was oven dried at
105 °C until the solids concentration reached 77.38 wt.%. The sample with a solids
concentration of 63.10 wt.% was obtained through dilution using distilled water.

Rheometer Measurement

The rheological behavior of the kraft black liquor was determined using an
AR2000ex rotational rheometer (TA Instruments, USA) equipped with a coaxial cylinder.
The cylinder system was cleaned with ether, dried, and then assembled. The main
parameters were as follows: the rheometer jig was a stainless steel parallel plate with a
diameter of 60 mm; the measuring space was 1000 um; Samples were run at 50, 60, and
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80 °C on cone plate geometry. The rheological investigation was carried out varying the
shear rate from 0.1 to 100 rad/s, and the strain was 1%. The rheometer was connected to a
computer for acquisition and analysis of the data, so the equipment directly displayed the
shear stress, shear rate, apparent viscosity, speed, and torque.

RESULTS AND DISCUSSION

Effects of Solids Content and Temperature on the Dynamic Modulus of
Bamboo Kraft Black Liquor

The viscoelastic characteristics of the three experimental bamboo kraft black
liquors, with solids concentrations ranging from 63.10 wt.% to 77.38 wt.%, were
investigated at temperatures ranging from 50 to 80 °C. Figures 1 to 5 show the typical
results for the storage modulus (G'), loss modulus (G"), and tan ¢ as a function of
frequency at various solids concentrations and temperatures.
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Fig. 1. G' vs. frequency for 63.10 wt.% solids concentration black liquor at 50, 60, and 80 °C
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Fig. 2. G" vs. frequency for 63.10 wt.% solids concentration black liquor at 50, 60, and 80 °C
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Fig. 3. Tan dvs. frequency for 63.10 wt.% solids concentration black liquor at 50, 60, and 80 °C

At 50 °C, the storage modulus (G') was similar to the loss modulus (G"), as both
increased with increasing frequency. The phase angle was approximately 45°, meaning
that the viscous component was equal to the elastic ingredient. These results indicate that
the network structure formed between the lower strength lignin polymers in bamboo kraft
black liquor was relatively weak (Feldman et al. 1986).

At 60 °C, the storage modulus and loss modulus of bamboo kraft black liquor also
increased with increasing frequency, ranging from 0.1 to 100 Hz. Given the constraints,
G' was always greater than G", and the phase angle was less than 45°. Therefore, the
strength of the crosslinked network structure between organic polymers in black liquor
was relatively strong. Moreover, the properties of elastic solids in black liquor held a
dominant position. For this reason, the Kelvin model can be used to simulate the
viscoelastic body motion of bamboo kraft black liquor (Yang et al. 2002).

When the temperature reached 80 °C and the shear frequency was less than 12.59
rad/s, G' was greater than G" in black liquor. In this situation, the black liquor exhibited
the property of an elastic solid. However, when the frequency exceeded 12.59 rad/s, G'
was less than G". The phase angle was greater than 45° and increased as the frequency
increased under this condition. The results showed that when the elastic component of the
black liquor decreased, the viscous property in black liquor became dominant.
Additionally, the bonding strength between polymers drops and the free space for
molecular activity increased. This indicates that the black liquor had begun to soften,
which creates favorable conditions for black liquor to exhibit pure viscous flow. Because
of the relatively large loss modulus (G"), the viscoelastic body motion for bamboo kraft
black liquor in this instance can be described by the Maxwell model (Lorenz et al. 2012).

Figures 4 and 5 illustrate the storage modulus (G') and loss modulus (G") as a
function of frequency for black liquor with solids concentrations of 72.26 and 77.38
wt.%, respectively. Clearly, G' is always greater than G" in the shear vibration frequency
range, and the phase difference is less than 45°. Hence, the black liquor principally shows
the property of an elastic solid. For this reason, the Kelvin viscoelastic mechanical model
is appropriate to demonstrate the rheological behavior of the black liquor under such
conditions.
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Fig. 4. Dynamic modulus vs. frequency for 72.26 wt.% solids concentration black liquor at 80 °C
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Fig. 5. Dynamic modulus vs. frequency for 77.38 wt.% solids concentration black liquor at 80 °C

Compared with Figures 1 to 3, one can draw the conclusion that when high solids
concentrations black liquors maintain a constant temperature, they display elastic solid
features. As a result, greater yield stress is required to destroy the intermolecular structure
of the polymers.

Effects of Solids Concentration on the Viscosity of Bamboo Kraft Black
Liquor

Figures 6 to 8 show the relationship between frequency and dynamic viscosity,
storage viscosity, and complex viscosity of bamboo kraft black liquor. Clearly, the
viscosities are decreasing with the increase of frequency under different solids
concentrations.
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Bamboo kraft black liquor with a 63.10 wt.% solids concentration initially
followd Newtonian phenomenon at a low shear frequency (Xu et al. 2004). However, the
oscillation frequency, ranging from 0.1 to 100 rad/s, lay within the region of shear
thinning. As a function of this frequency, dynamic viscosity, storage viscosity, and
complex viscosity decreased sharply as the frequency was increased. The relevant
frequency range is also referred to as the oscillation shear-thinning zone. Meanwhile,
when the oscillation frequency lies in the range of 0.1 to 10 rad/s, the dynamic viscosity
will be lower than the storage viscosity.
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Fig. 6. Storage viscosity, complex viscosity, and dynamic viscosity as a function of frequency for
63.10 wt.% solids concentration black liquor at 80 °C
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Fig. 7. Storage viscosity, complex viscosity, and dynamic viscosity as a function of frequency for
72.26 wt.% solids concentration black liquor at 80 °C
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Fig. 8. Storage viscosity, complex viscosity, and dynamic viscosity as a function of frequency for
77.38 wt.% solids concentration black liquor at 80 °C

On the contrary, if the oscillation frequency continues to increase, the dynamic
viscosity will exceed the storage viscosity. This phenomenon may be attributed to the
elastic fluid characteristics of black liquor; however, the storage viscosity was larger than
the dynamic viscosity because of the increasing frequency in the temperature of 80 °C
and 63.10 wt.% solids content. The movement of the organic polymer in the black liquor
accelerated with the increasing of oscillation frequency, which weakened the three-
dimensional network structure of the polymers. Therefore, the black liquor showed
characteristics of a viscous liquid.

Over the whole range of oscillating shear frequency, the dynamic viscosity,
storage viscosity, and complex viscosity of bamboo kraft black liquor (with a solids
content of 72.26 and 77.38 wt.%) decrease by two orders of magnitude. Meanwhile,
different rheological behaviors were not apparent, but only the analogous steady shear-
thinning zone was apparent. This demonstrates that when the temperature was consistent,
the quantity of molecules in black liquor grew with increasing solids content.
Consequently, the three-dimensional network structure of polymers becomes stronger and,
the steric stabilization is dominant. These results suggest that the directional
rearrangement of particles within the black liquor occurred in the oscillating shear field.

The linear region of the plots of log (#') as a function of log () can be applied to
the power law model (Zhong et al. 2013), which is similar to the steady shear-thinning
phenomenon, expressed as,

n'=aw®* (1)

where 7’ is the dynamic viscosity; w is the frequency; a refers to a constant with time
dimensions; and b refers to a dimensionless constant.

The fitted curve results from the relationship between dynamic viscosity and
frequency, as the Power Law model, are shown in the following table.
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Table 1. Fitted Curve Results for the Relationship between Dynamic Viscosity
and Frequency as a Power Law Model

Solid content (%) | w (rad/s) a (Pa-s" b Power law constitutive equation R?
63.10 0.3t0 100 | 9779.56 | 0.098 n'=9779.56 w0 0.99876
72.26 0.1t0 100 | 4790.69 | 0.156 7'=4790.69w0-84 0.99881
77.38 0.1to 100 | 3286.56 | 0.446 n'=3286.56w0-5 0.99546

CONCLUSIONS

1.

In general, the motion law of viscoelasticity for high solids content conformed to the
Kelvin model. For the medium solids concentration, especially at high temperatures,
the Maxwell model was applicable.

The temperature and solids concentration of the bamboo kraft black liquor had a
marked effect on the dynamic viscoelasticity of the black liquor. The dynamic
modulus (such as G', and G") increased with increasing solids content, meaning that
the viscoelastic property of black liquor was greater. Meanwhile, the black liquor can
easily be softened because of the increase in the loss modulus G", which increased the
adhesive character of black liquor.

During the process of continuous shearing, the bamboo kraft black liquor exhibited
steady shear thinning. The dynamic viscosity, viscosity of energy storage, and
complex viscosity decreased with increasing shear rate. The Power Law model
described the quantitative relationship between the dynamic viscosity and the angular
frequency. For instance, the regression formula of the solids content for 72.26 wt.%
bamboo kraft black liquor was as follows: 7'=4790.69¢ 84 R?= 0.99881.

ACKNOWLEDGMENTS

The authors are grateful for the financial assistance from the “Twelfth Five-Year”

National Science and Technology Support Program Project of China (2012BAD23B02),
the National Natural Science Foundation of China (20876092), and the Shaanxi
University of Science and Technology Academic Leaders Group Fund (2013XSD25).
The authors would also like to express their appreciation for the support from the Shaanxi
Province Key Lab of Papermaking Technology and Specialty Paper, China.

REFERENCES CITED

Alg, T. (2004). New Technique to Concentrate Black Liquors for Producing Powdery

Fuel [in Portuguese], M.Sc. thesis, Federal University of Minas Gerais, Belo
Horizonte, Brazil.

Xu et al. (2016). “Viscosity of black liquor,” BioResources 11(1), 2655-2664. 2662




PEER-REVIEWED ARTICLE b | oresources.com

Andreuccetti, M. T., Leite, B. S., and Hallak dAngelo, J. V. (2011). “Eucalyptus black
liquor-density, viscosity, solids and sodium sulfate contents revisited,” O Papel
72(12), 52-57

Boladale, S. (2010). Development and Implementation of an Online Kraft Black Liquor
Viscosity Soft Sensor, Ph.D. dissertation, Chemical and Process Engineering,
University of Canterbury, UK.

Cardoso, M., Oliveira, E. D., and Passos, M. L. (2006). “Kraft black liquor of eucalyptus
from Brazilian mills: Chemical and physical characteristics and its processing in the
recovery unit,” O Papel 67(7), 71-83.

Cardoso, M., de Oliveira, E. D., and Passos, M. L. (2009). “Chemical composition and
physical properties of black liquors and their effects on liquor recovery operation in
Brazilian pulp mills,” Fuel 88(4), 756-763. DOI: 10.1016/j.fuel.2008.10.016

Das, S., Lachenal, D., and Marlin, N. (2013). “Production of pure cellulose from kraft
pulp by a totally chlorine-free process using catalyzed hydrogen peroxide,” Industrial
Crops and Products 49, 844-850. DOI: 10.1016/j.indcrop.2013.06.043

Feldman, D., Lacasse, M., and Beznaczuk, L. M. (1986). “Lignin-polymer systems and
some applications,” Progress in Polymer Science 12(4), 271-276. DOI:
10.1016/0079-6700(86)90002-X

Garron, A., Arquilliere, P., Al Maksoud, W., Larabi, C., Walter, J., and Santini, C. (2015).
“From industrial black liquor to pure phenolic compounds: A combination of
catalytic conversion with ionic liquids extraction,” Applied Catalysis A: General
502(5), 230-238. DOI: 10.1016/j.apcata.2015.06.012

Li, C., and Li, Q. (2000). “Experimental study on the viscoelasticity of gelled crude oil,”
Mechanics and Practice 22(3), 48-50. DOI: 10.3969/j.issn.1000-0879.2000.03.011

Lin, T., Li, X., Xu, Y. J., Yin, X. F., Zhang, D. J., and Tian, Y. (2014). “Efficient
desilication by adsorption with aluminum salt-modified bentonite from green liquor,”
BioResources 9(3), 4690-4702. DOI: 10.15376/biores.9.3.4690-4702

Llamas, P., Dominguéz, T., Vargas, J. M., Llamas, J., Franco, J. M., and Llamas, A.
(2007). “A novel viscosity reducer for kraft process black liquors with a high dry
solids content,” Chemical Engineering and Processing: Process Intensification 46(3),
193-197. DOI: 10.1016/j.cep.2006.06.003

Lorenz, M., Marheineke, N., and Wegener, R. (2012). “On an asymptotic upper-
convected Maxwell model for a viscoelastic jet,” PAMM. Proc. Appl. Math. Mech.
12(1), 601-602.DOI: 10.1002/pamm.201210289

Lu, X., and Bin, C. (2001). “Viscoelastic properties of rice straw black liquors,”
Transactions of China Pulp and Paper 16(2), 110-113. DOI: 10.3321/j.issn:1000-
6842.2001.02.022

Soderhjelm, L. (1988). “Factors affecting the viscosity of strong black liquor,” Appita J.
41(5), 389-392.

Sun, H. Z., and Hui, C. M. (2002). “Bamboo - A potential fiber resource of China’s paper
industry,” World Pulp and Paper 21(3), 9-12.

Xu, H., Li, Z.-M., and Yang, M. (2004). “Dynamic rheological properties of
multicomponent polymer,” Polymer Materials Science & Engineering 20(6), 24-28.
DOI: 10.3321/j.issn:1000-7555.2004.06.006

Yang, R. D., Chen, K. F., Li, Z. Q., and Fang, G. R. (2002). “Rheological properties and
the dependence of viscosity on temperature of bagasse black liquor with high
consistency,” Transactions of China Pulp and Paper 17(2), 53-55. DOI:
10.3321/j.issn:1000-6842.2002.02.013

Xu et al. (2016). “Viscosity of black liquor,” BioResources 11(1), 2655-2664. 2663


http://www.sciencedirect.com/science/journal/09266690
http://www.sciencedirect.com/science/journal/09266690
http://www.sciencedirect.com/science/journal/0926860X/502/supp/C
http://www.sciencedirect.com/science/journal/0926860X/502/supp/C

PEER-REVIEWED ARTICLE b | oresources.com

Zaman, A. A., and Fricke, A. L. (1995). “Viscoelastic properties of high solids softwood
kraft black liquors,” Industrial & Engineering Chemistry Research 34(1), 382-391.
DOI: 10.1021/ie00040a042

Zhan, H. Y. (2009). Pulp Principle and Engineering, China Light Industry Press, Beijing,
China.

Zhang, X., Zhao, Z., Ran, G., Liu, Y., Liu, S., and Wang, Z. (2013). “Synthesis of lignin-
modified silica nanoparticles from black liquor of rice straw pulping,” Powder
Technology 246, 664-668. DOI: 10.1016/j.powtec.2013.06.034

Zhong, L., Oostrom, M., Truex, M. J., Vermeul, V. R., and Szecsody, J. E. (2013).
“Rheological behavior of xanthan gum solution related to shear thinning fluid
delivery for subsurface remediation,” Journal of Hazardous Materials 244-245, 160-
170. DOI: 10.1016/j.jhazmat.2012.11.028

Article submitted: August 6, 2015; Peer review completed: December 22, 2015; Revised
version received: January 22, 2016; Accepted: January 24, 2016; Published: February 1,
2016.

DOI: 10.15376/biores.11.1.2655-2664

Xu et al. (2016). “Viscosity of black liquor,” BioResources 11(1), 2655-2664. 2664



