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A B S T R A C T

Recently, natural dyes have a widening scope in various traditional and advanced applications due to their eco-
friendly environment. However, improved dyeability of natural dyes still remains a challenging task. This
research was aimed to achieve multi-objective wool with improved dyeability using bio-nano-mordant composed
of m-Trans-glutaminase, m-TGase, and bentonite nanoclay. Wool fiber was treated through sonochemical method
using different concentrations of m-TGase and bentonite. The surface morphology of wool fabric samples was
examined by field emission-scanning electron microscopy (FESEM), and Fourier transform Infrared Radiation
(FTIR). Further, wool samples treated at different conditions were applied to madder for dyeability examination.
The optimum conditions of color coordinates, color strength, K/S, and washing fastness of madder on treated
wool fabric with m-TGase and bentonite, were also examined. The results revealed well-made interactions among
m-TGase, bentonite, and wool fibers. In addition, surface morphology was strongly influenced by variations in
enzyme concentrations so that extra addition of m-TGase lead to clear damage scales or less cuticle surface in SEM
images. Moreover, the results showed that the value of K/S for treated wool samples was better than untreated
samples. Indeed, amongst all, 5% concentrations of bio-nano-mordant for m-TGase and bentonite have the most
constructive K/S values. Similarly, results of ΔE and antibacterial investigations also confirmed its superiority.
1. Introduction

Traditional chemical treatments and their usage have created envi-
ronmental pollution as well as undesirable conditions in the textile in-
dustry which can cause undesirable side effects and serious health
concerns in living beings. These issues could be overwhelmed and
substituted with curative and constructive approaches. For example, in
recent years, the uses of biotechnology and nanotechnology have gained
significant recognition, not only because of the progressive way of
altering textile fibers but also have eco-friendly characteristics [1, 2, 3, 4,
form 11 April 2020; Accepted 8 S
is an open access article under t
5, 6, 7, 8, 9]. The m-TGase bio-mordant [10, 11, 12, 13, 14, 15, 16] and
nanoclay [17] are also the best candidates in the textile industry due to
their favorable environmentally friendly properties. Furthermore, the
lower toxicity of natural dyes as compared to the synthetic ones was
clearly confirmed [1, 4, 18, 19]. Therefore, the research investigations
have been in dire demand to look promptly for eco-friendly products
produced from the natural resources [20, 21, 22, 23, 24].

Natural dyes are accomplished from natural resources (animals,
plants, and minerals, etc.). They are biodegradable and non-toxic [18].
The fibers like silk, wool, and cotton have been dyed with natural dyes
eptember 2020
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since ancient times [25]. However, these fibers do not have good affinity
with natural dyes and thus show the poor to moderate washing and light
fastness outcomes [26]. Consequently, conventional mordants (FeSO4,
CuSO4, etc.) and eco-friendly mordants (bio-mordant, enzymes, etc.)
have been applied during the dyeing process for better dye fixation and
performance [4, 18, 27]. In the learning sources, several methods have
been introduced to modify the surface of wool [28, 29] and other textile
fibers i.e., hydrolysis by enzymes and reactants [30, 31, 32, 33, 34], and
bonding with monomers [35], the usage of precarious CO2 in scouring
and dyeing [36], the microencapsulation of amalgamations, nimbus
expulsion medication, gamma and UV treatment [32, 37, 38], ultrasonic
vibrations [39], and plasma irradiation [33, 40]. However, all these
approaches occasionally have caused physical, chemical and mechanical
damages in fibers. An additional shortcoming of these kinds of tech-
niques is the amelioration of producing on a large scale so that their
utilization will be constrained for wet wool processing in textile
manufacturing.

It is generally known that Madder, which is obtained from the root of
Rubia tinctorum L., is produced in a variety of different colors ranging
from orange to violet. Madder (CI Natural Red 9) is usually an evergreen
plant up to 1.5 m high and has five yellow petals. The dye comes from its
long roots and is composed of anthraquinones. Alizarin as the main
coloring agent and purpurin are the most important components of
Madder [41]. Many studies have been carried out for its application on
textile fibers [34, 42, 43, 44, 45, 46].

With this perspective, herein dyeability of wool fabric is investigated
with natural dye extracted from Madder by using pre-mordanting tech-
nique. Actually, m-TGase bio-mordant and bentonite nanoclay have been
used to analyze their effects on the dye ability and influence on properties
of wool. The aim of the present work is to examine the appropriateness of
the Madder dye using bentonite andm-TGase as promising substitutes for
mordant in the dyeing of wool with Madder.

2. Materials and methods

2.1. Materials

Scoured and un-dyed wool fabric with the size of 195 g/m2 was
purchased from Youngor Woolen Textile Company (China). Nonionic
laundry detergent and standard washing soap (made of Chinese com-
pany) were used for scouring and washing fastness investigations. Acetic
acid was obtained from a German company i.e. Merck, and utilized for
pretreatment, dyeing, and after treatment processes. Bentonite nanoclay
was procured from Aladdin (Bentone SD-2) with the chemical formula
Al2O3.4(SiO2). H2O. Transglutaminase (TG) was attained from Yiming
Biological Products Co., Ltd. (Jiangsu, China). In addition, an Iranian
Maddar roots powder was utilized as the natural dye.
2.2. Extraction process of dye

Firstly, the roots of Madder were purchased. A powder was prepared
and dissolved in distilled water to form a solution. Secondly, the tem-
perature of dye solution was raised up to the boiling point and retained in
boiling for 60 min. Thirdly, the boiling was stopped and the temperature
of the dye solution was cooled down to the room temperature and
maintained for 24 h. Fourthly, filtration was carried out for the extraction
of dye solution. Subsequently, the standard dye solution was prepared by
adding distilled water to the filtered solution.
Figure 1. Schematic illustration of the wool treatment and dyeing process.
2.3. Enzymatic treatment

Three different concentrations i.e. 5%, 10%, 20% for m-TGase were
selected. The liquor-to-goods ratio of enzyme to goods was L:G ¼ 40:1 at
37 �Cwith the pH of 9–10. The samples were immersed for 5 min at 80 �C
in an aqueous solution with pH: 5 that was adjusted by acetic acid. Thus
2

after the first treatment, the enzyme was kept inactivated in order to
prevent hydrolyzing of wool.

2.4. Clay dispersions and wool treatment

To reduce the particle size and fully disperse the clay nano particles 3,
5, and 10% owf of clay particles were dispersed in an ultrasonic bath for 3
h with a liquor ratio of 50:1. Acetic acid was employed to adjust the pH of
the dispersion solution (pH ¼ 5) as a buffering solution. Then the wool
fabrics were immersed in the solution under ultrasonic irradiation and
maintained for 30 min in this condition. Finally, after washing by
distilled water, squeezing and drying the samples were dyed with the
madder powder.

2.5. Dyeing process

Prepared treated wool fabrics were dyed using the liquor of madder
powder with the ratio of 50:1 for madder (50% owf) and acetic acid (5%
v/v), respectively. The water bath shaker machine, DL-2003 (16), Suz-
hou Sidale Printing and Dyeing Machinery Co., Ltd., China, was used for
the dyeing process, while keeping the bath temperature firstly at 40 �C.
Then the temperature was increased to 80 �C in 20 min and continued for
one hour. Briefly, the process was started with the treatment of wool by
m-TGase (5%, 10%, 20% owf), followed by inactivation of the enzyme,
then treatment with clay (at various concentrations of 3%, 5%, and 10%
owf) and finally dyeing with madder (Figure 1).

3. Results and discussion

The untreated and treated wool fabric samples with bio-nano-mordant
composed of m-TGase, and bentonite nanoclay were examined. Wool fi-
bers were treated with different concentrations (5%, 10%, 20% owf) of m-
TGase and (3%, 5%, and 10%) bentonite through sonochemical method.
The influence on the surface morphology of wool fabric samples was
studied through scanning electron microscopy (SEM). Further the opti-
mum conditions of color coordinates, color strength, K/S, and washing
fastness of madder on treated wool fabric with m-TGase and bentonite,
were investigated. Figure 2 involved the whole process mechanism of the
work analysis. All experiments were performed five times in order to
achieve reliable data with the variation coefficient less than 5%. In fact,
with the addition of an appropriate amount of m-TGase, the surface of
wool wasmodified due to the occurrence of cross-linking reaction between



Figure 2. Schematic representation of proposed mechanism for treated wool by enzyme and bentonite.
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glutamine and lysine, two main amino acids of wool. As-obtained inho-
mogeneous surface of wool with higher hydrophilicity [47] was interacted
with hydrophilic bentonite and hence provided rough surface for the
placement of dye molecules during the dyeing process.

3.1. Surface characterization

The SEM images of untreated and treated wool fabric samples were
presented in Figure 3. The first image, Figure 3a, reveals a smooth surface
of wool in the absence of bentonite and enzyme, while, rough surfaces
Figure 3. SEM images of untreated wool (a) and treated wool with m-TGase
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were observed when treated with bentonite and enzyme (Figure 3b-d).
However, well dispersion and more distribution could be seen for the
wool sample treated with m-TGase and bentonite (Figure 3d). Indeed, the
SEM images indicated that the bentonite platelets were well dispersed
and settled on the wool fiber surface after treatment of wool with m-
TGase. In other words, after enzyme treatment, the wool fiber attained a
lot of active places to interact with bentonite nanoclay and finally
absorbed more dye molecules. EDS map analysis, FTIR and XRD in-
vestigations were also confirmed the presence of interaction (will discuss
later).
(b) bentonite (c), and m-TGase-bentonite at different magnification (d).



Figure 4. SEM images of treated wool with excess enzyme-clay (a, b at different magnifications).
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Furthermore, various amounts of m-TGase (5%, 10% and 20%) and
clay (3%, 5%, and 10%) were investigated to seek for the optimum
conditions. Figure 4 displayed the SEM images that demonstrated the
serious effect (destruction) on the surface of wool, caused by the addition
of extra clay or enzyme. The scales of wool have been obliterated on the
cuticle surface because of the alkali condition of enzymatic treatment.
Thus, with the addition of excessive enzyme, more cross-link reaction
occurred and extra alkaline condition was produced. Likewise, excessive
clay caused the similar effect i.e., the particles aggregated on the wool
without having any interactions and would be removed easily after
dyeing and washing. Therefore, it is critical to add enzyme and bentonite
Figure 5. SEM (a), EDS elemental map (b–h), and EDS analysis data
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properly. It was observed that treatment of wool with the amount of 5%
of m-TGase and 5% of bentonite caused the maximum dye absorption.

In order to get better information about the element distribution
within the treated wool with enzyme and bentonite, energy dispersive X-
ray spectroscopy (EDS) mapping was employed and the results provided
in Figure 5. The presence of bentonite and enzyme on the surface of wool
as well as the homogeneous distribution of the elements throughout the
surface were confirmed. Actually, EDS analysis revealed distribution of Si
and Al, representative of bentonite as well as C, O, S, and N as main el-
ements of m-TGase. The presence of Pt element at the EDS spectra is
related to the Pt coating before capturing SEM images.
(i) of the surface for treated wool with m-TGase and bentonite.
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3.2. Fourier transforms infrared spectroscopy (FTIR) analysis

The functional groups were characterized by FTIR; PerkinElmer
Spectrum Two, USA in the range of 4000–400 cm�1. Figure 6 shows the
FTIR spectrum of untreated and treated wool samples with enzyme, clay,
and enzyme–clay. The spectra for the clay was displayed a characteristic
peak at 1040 cm�1, related to the Si–O bond starching, and doublet peaks
at 2800-2950 cm�1 arising from the C–H bond (CH3) within the clay
structure and another doublet peak at 500-600 cm�1 due to Si–O, Al–O
and MgO bond bending [48]. The wool treated with bentonite and
enzyme has the characteristic peaks in the spectrum as a consequence of
their presence. However, a decrease in the peak intensity as well as
shifting to the lower wavelength corresponded to the N–H (at 3300–3600
cm�1) [49]. In details, amide band, arising from N–H stretching vibration
coupled with –OH groups via hydrogen bonding [50], was observed at
wave numbers of 3270 and 3260 cm�1 for the wool sample treated with
m-TGase and m-TGase/bentonite, respectively. The shift toward lower
wavenumbers was observed when m-TGase was incorporated to
bentonite.
Figure 6. FTIR spectrums of untreated and treated wool with enzyme, bentonite
and enzyme-bentonite.

Figure 7. XRD patterns of Bentonite nanoclay, Wool-Clay, and Wool-
Clay-Enzyme.
3.3. XRD analysis

Samples were further characterized using XRD (18KW Rotary Target
X-ray Diffractometer). Figure 7 compares the XRD patterns of bentonite
nanoclay, Wool-Clay, and Wool-Clay-Enzyme samples. The sharp
diffraction peaks in XRD pattern of bentonite nanoclay shows the crys-
talline nature of nano-clay. Moreover, the crystalline peak at a 2θ value of
Table 1. CIE L* a* b* C* h* values of wool dyed with Madder using, m-TGase and C

Compounds Percentage (%) L*

Untreated 50 56.56

Enzyme 5% Clay 3 39.66

Clay 5 40.58

Clay 10 42.34

Enzyme 10% Clay 3 40.66

Clay 5 40.73

Clay 10 41.66

Enzyme 20% Clay 3 41.87

Clay 5 42.09

Clay 10 43.94
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~20.06� in Wool-Clay corresponded to the diffraction signal of the clay
[51]. By closer look at the peak positions it would be observed that the
peak was shifted to the lower 2θ value (~19.84�) in Wool-Clay-Enzyme
composite, indicating the intercalation of treated wool with m-TGase and
bentonite. Besides, the d-spacing of clay, which was approximately at
4.42 �A increased to the value of 4.47 �A that confirmed the presence of
intercalation [51, 52].
3.4. Anti-bacterial activity assessment

Wool samples treated with m-TGase and bentonite at various con-
centrations, were prepared and their anti-bacterial activity was investi-
gated against Staphylococcus aureus, SA, as gram-positive bacteria and
the results have been presented in Figure 8. For this, the method
described in literature [53] was followed. The results indicated that with
the addition of a suitable amount of m-TGase and bentonite, more anti-
bacterial activities were observed.
3.5. Evaluation of color strength

Spectrophotometer (Spectra Flash-Data color SF-600) with illuminant
D65 source, was employed to study the reflectance behavior of the fab-
lay.

a* b* C* h*

19.10 17.18 25.69 41.97

27.95 26.13 38.26 43.07

30.64 28.65 41.94 43.08

29.16 26.43 39.36 42.20

29.92 26.60 40.04 41.63

29.50 26.80 39.85 42.26

27.38 23.84 36.30 41.05

27.51 22.82 35.75 39.67

29.90 23.45 38.00 38.10

28.96 22.18 36.48 37.44



Figure 8. Comparative antibacterial activity of treated wool with different concentration of m-TGase and bentonite.

Figure 9. K/S values of wool dyed with Madder using, m-TGase and Clay.
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rics. The color strength (K/S) values were calculated using the following
equation, Kubelka-Munk:

K
�
S ¼ ð1� RÞ2

2R
(1)

where K, S, and R are the absorption coefficient, scattering coefficient,
and decimal fraction of the reflectance of the dyed samples, respectively.

Moreover, the color characteristics, well-known CIELAB color co-
ordinates (L*, a*, b*, C*, h

�
) were measured for all of samples and the

results were summarized in Table 1.
The light fastness of samples presented with the color coordinate of L*

measured the color of hue. By the decrease in light fastness values, there
was an increase in the color absorption of the fiber. Furthermore a*
signified for the horizontal red–green color axis while b* denoted the
vertical yellow–blue axis.

In Table 1, it was observed that a* and b* values for the composition
of 5 owf% of m-TGase and 5 owf% of bentonite was higher than others. It
explained that prepared nano-bio mordant in these conditions showed
more red (a* ¼ 30.64 as compared to 27.95 and 29.16) and yellow color
(b* ¼ 28.65 as compared to 26.13 and 26.43). Furthermore, Figure 9
showed that maximum K/S was obtained for the treated wool sample
with 5 owf% of m-TGase and 5 owf% of bentonite (green triangle).
6



Figure 10. ΔE values of wool dyed with Madder using, m-TGase and Clay.
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Alternatively, in order to quantify the evaluation of a concept that
could only be described with adjectives, ΔE values were calculated and
plotted in Figure 10. It is a useful parameter to investigate the properties
of color as measuring the difference between two colors, which was a
metric of interest in color science. Similarly, our results indicated that
Figure 11. Chemical mechanism of involved reactions during the surface functionaliz
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optimum condition for prepared nano-bio mordant was 5 owf% of m-
TGase and 5 owf% of bentonite.

It is well-known that m-TGase is a unique enzyme capable of cata-
lyzing acyl transfer reactions by introducing covalent cross-links between
glutamine and lysine in proteins and peptides [49, 54, 55]. Amino acids
or alkyl ammonium ions act as a compatibilizing agents to treat clay
structures since they exchange easily with ions between the silicates
layers of clay [56]. Basically, nanoclay has anionic nature at neutral pH,
and hence due to electrostatic repulsion, it is not interested in the
adsorption of madder. Therefore, acetic acid was employed to adjust the
pH under 7. In this way, OH2

þ groups were created on the clay surface
while acetate ions were associated with the outer surface of the clay [19].
During the dyeing process, the acetate ions were exchanged with dye
ions, so that the electrostatic attraction was increased between the
madder dye and OH2

þ groups of clay. Meantime, the modified wool
interacted with nanoclay through the ion exchange process. These in-
teractions are summarized in Figure 11.

3.6. Analysis of color variation

The effect of bio-nano-mordant on color changes of woolen fabric
dyed with madder was investigated and the results were shown in
Figure 12. It was observed that the wool fabric treated with bio-nano-
mordant changed the hue of the samples from pink to red. Alterna-
tively, it was found that the color was changed to light red when the
concentration of m-TGase increased.
ation of wool via m-TGase and Bentonite to improve its dyeability with Madder.



Figure 12. Color of dyed wool: (a) untreated wool; treated wool with: (b) 5% m-TGase þ 3% Clay, (c) 5% m-TGase þ 5% Clay, (d) 5% m-TGase þ10% Clay, (e) 10%
m-TGase þ 3% Clay, (f) 10% m-TGase þ 5% Clay, (g) 10% m-TGase þ 10% Clay, (h) 20% m-TGase þ 3% Clay, (i) 20% m-TGase þ 5% Clay, and (j) 20% m-TGase þ
10% Clay.
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3.7. Determination of color fastness

The light fastness of the wool fabric samples was evaluated in the
daylight according to ISO 105-B01 standard. With the help of blue scale,
the assessment in the color variation (fading) was made. The fabric
samples of wool were also evaluated for washing fastness through ISO
105-C01 standard. Grey scale was used for the assessment of variation in
color (hue) and the degree of staining in the fabric samples after washing.

3.8. Light fastness

The most prominent properties of dyed garments are fastness. The
variations of light fastness have been reported in Table 2.

3.9. Washing fastness

The washing fastness variation was measured using the grey scale and
the results were reported in Table 3. Grey scale barometer was divided
into 5 numbers i.e. the grade of 5 specified to zero contrast; conversely, 1
Table 2. The influence on Light fastness of different compounds.

Compounds Clay % Light fastness

Untreated - 2

Enzyme 5% 3 2–3

5 2–3

10 2–3

Enzyme 10% 3 2–3

5 2–3

10 2–3

Enzyme 20% 3 2–3

5 2–3

10 2–3
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indicated the highest dye contrast. It was observed that the staining
power of dyed and treated samples was suitable and no apparent varia-
tion was observed.

4. Conclusion

In conclusion, we have successfully achieve multi-objective wool and
its improved dyeability with madder by surface functionalization of of
wool fabric samples with bio-nano-mordant s composed of m-TGase and
bentonite nanoclay at different concentrations. FTIR, SEM, color strength
and antibacterial tests were also examined and compared. Results
revealed that the surface morphology was greatly influenced by the
variations in enzyme and bentonite concentration. Treatment of wool
with 5% owf of m-TGase and 5% owf of bentonite promoted dyeability
and absorbedmore madder dye. Highest K/S and washing fastness values
were obtained. Results of ΔE and antibacterial performance were also
observed superior as well.
Table 3. The influence on washing fastness of different compounds.

Compound Clay % Wool Cotton

Untreated - 3 3–4

Enzyme 5% 3 3 3

5 3–4 3–4

10 3 3–4

Enzyme 10% 3 3 3–4

5 3–4 4

10 3 3–4

Enzyme 20% 3 3 3

5 3 3

10 3–4 4



R. Assefi Pour et al. Heliyon 6 (2020) e04911
Declarations

Author contribution statement

Reza Assefi Pour: Conceived and designed the experiments; Per-
formed the experiments; Analyzed and interpreted the data; Contributed
reagents, materials, analysis tools or data; Wrote the paper.

Robabeh Bagheri, Tayyab Naveed, Nadir Ali, Faisal Rehman:
Contributed reagents, materials, analysis tools or data.

Jinxin He: Conceived and designed the experiments.

Funding statement

This work was supported by China Scholarship Council (CSC).

Competing interest statement

The authors declare no conflict of interest.

Additional information

No additional information is available for this paper.

References

[1] M. Parvinzadeh, Effect of proteolytic enzyme on dyeing of wool with madder,
Enzym. Microb. Technol. 40 (7) (2007) 1719–1722.

[2] S.A. Jabasingh, P. Sahu, A. Yimam, Enviro-friendly biofinishing of cotton fibers
using Aspergillus nidulans AJSU04 cellulases for enhanced uptake of Myrobalan
dye from Terminalia chebula, Dyes Pigments 129 (2016) 129–140.

[3] Y. Ren, J. Gong, R. Fu, Z. Li, Q. Li, J. Zhang, Z. Yu, X. Cheng, Dyeing and
antibacterial properties of cotton dyed with prodigiosins nanomicelles produced by
microbial fermentation, Dyes Pigments 138 (2017) 147–153.

[4] M. Parvinzadeh, R. Assefipour, A. Kiumarsi, Biohydrolysis of nylon 6,6 fiber with
different proteolytic enzymes, Polym. Degrad. Stabil. 94 (8) (2009) 1197–1205.

[5] M.P. Gashti, R. Assefipour, A. Kiumarsi, M.P. Gashti, Enzymatic surface hydrolysis
of polyamide 6,6 with mixtures of proteolytic and lipolytic enzymes, Prep. Biochem.
Biotechnol. 43 (8) (2013) 798–814.

[6] P. Blanchart, A. Dembel�e, C. Dembel�e, M. Pl�ea, L. Bergstr€om, R. Granet, V. Sol,
V. Gloaguen, M. Degot, P. Krausz, Mechanism of traditional Bogolan dyeing
technique with clay on cotton fabric, Appl. Clay Sci. 50 (4) (2010) 455–460.

[7] X. Tao, Y. Han, C. Sun, L. Huang, D. Xu, Plasma modification of NiAlCe–LDH as
improved photocatalyst for organic dye wastewater degradation, Appl. Clay Sci.
172 (2019) 75–79.

[8] A. Kiumarsi, M. Parvinzadeh, Enzymatic hydrolysis of nylon 6 fiber using lipolytic
enzyme, J. Appl. Polym. Sci. 116 (6) (2010) 3140–3147.

[9] S. Mura, G. Greppi, L. Malfatti, B. Lasio, V. Sanna, M.E. Mura, S. Marceddu,
A. Lugli�e, Multifunctionalization of wool fabrics through nanoparticles: a chemical
route towards smart textiles, J. Colloid Interface Sci. 456 (2015) 85–92.

[10] Q. Wang, G. Jin, X. Fan, X. Zhao, L. Cui, P. Wang, Antibacterial functionalization of
wool via mTGase-catalyzed grafting of ε-Poly-l-lysine, Appl. Biochem. Biotechnol.
160 (8) (2010) 2486–2497.

[11] J. Cortez, P.L.R. Bonner, M. Griffin, Application of transglutaminases in the
modification of wool textiles, Enzym. Microb. Technol. 34 (1) (2004) 64–72.

[12] L. Cui, X. Fan, P. Wang, Q. Wang, G. Fu, Casein and transglutaminase-mediated
modification of wool surface, Eng. Life Sci. 11 (2) (2011) 201–206.

[13] J. Cortez, A. Anghieri, P.L.R. Bonner, M. Griffin, G. Freddi, Transglutaminase
mediated grafting of silk proteins onto wool fabrics leading to improved physical
and mechanical properties, Enzym. Microb. Technol. 40 (7) (2007) 1698–1704.

[14] F. Ge, Z. Cai, H. Zhang, R. Zhang, Transglutaminase treatment for improving wool
fabric properties, Fibers Polym. 10 (6) (2009) 787–790.

[15] J. Cortez, P.L.R. Bonner, M. Griffin, Transglutaminase treatment of wool fabrics
leads to resistance to detergent damage, J. Biotechnol. 116 (4) (2005) 379–386.

[16] M. Montazer, F. Lessan, E. Pajootan, F. Dadashian, Treatment of bleached wool with
trans-glutaminases to enhance tensile strength, whiteness, and alkali resistance,
Appl. Biochem. Biotechnol. 165 (2) (2011) 748–759.

[17] M.P. Gashti, M.P. Gashti, Effect of colloidal dispersion of clay on some properties of
wool fiber, J. Dispersion Sci. Technol. 34 (6) (2013) 853–858.

[18] M. Parvinzadeh, A new approach to improve dyeability of nylon 6 fibre using a
subtilisin enzyme, Color. Technol. 125 (4) (2009) 228–233.

[19] M. Parvinzadeh Gashti, B. Katozian, M. Shaver, A. Kiumarsi, Clay nanoadsorbent as
an environmentally friendly substitute for mordants in the natural dyeing of carpet
piles, Color. Technol. 130 (1) (2014) 54–61.
9

[20] W. Haddar, M. Ben Ticha, N. Meksi, A. Guesmi, Application of anthocyanins as
natural dye extracted from Brassica oleracea L. var. capitata f, Rubra: Dye. stud.
Wool Silk Fibre. Natural Prod. Res. 32 (2) (2018) 141–148.

[21] A. Kiumarsi, M. Parvinzadeh Gashti, P. Salehi, M. Dayeni, Extraction of dyes from
Delphinium Zalil flowers and dyeing silk yarns, J. Textil. Inst. 108 (1) (2017)
66–70.

[22] M. Parvinzadeh Gashti, An environmentally method for dyeing rug pile using fruit
waste colorant, Res. J. Chem. Environ. 13 (2009) 49–53.

[23] I. Ebrahimi, M. Parvinzadeh Gashti, Extraction of polyphenolic dyes from henna,
pomegranate rind, and Pterocarya fraxinifolia for nylon 6 dyeing, Color. Technol.
132 (2) (2016) 162–176.

[24] I. Ebrahimi, M. Parvinzadeh Gashti, Extraction of juglone from Pterocarya
fraxinifolia leaves for dyeing, anti-fungal finishing, and solar UV protection of wool,
Color. Technol. 131 (6) (2015) 451–457.

[25] A. Riva, I. Algaba, R. Prieto, Dyeing kinetics of wool fabrics pretreated with a
protease, Color. Technol. 118 (2) (2002) 59–63.

[26] A. Kaynak, L. Wang, C. Hurren, X. Wang, Characterization of conductive
polypyrrole coated wool yarns, Fibers Polym. 3 (1) (2002) 24–30.

[27] M. Parvinzadeh, S. Eslami, Optical and electromagnetic characteristics of clay–iron
oxide nanocomposites, Res. Chem. Intermed. 37 (7) (2011) 771.

[28] B. Tang, J. Wang, S. Xu, T. Afrin, W. Xu, L. Sun, X. Wang, Application of anisotropic
silver nanoparticles: multifunctionalization of wool fabric, J. Colloid Interface Sci.
356 (2) (2011) 513–518.

[29] F. Pan, Z. Lu, I. Tucker, S. Hosking, J. Petkov, J.R. Lu, Surface active complexes
formed between keratin polypeptides and ionic surfactants, J. Colloid Interface Sci.
484 (2016) 125–134.

[30] G. Nelson, Application of microencapsulation in textiles, Int. J. Pharm. 242 (1)
(2002) 55–62.

[31] G. Ke, W. Yu, W. Xu, W. Cui, X. Shen, Effects of corona discharge treatment on the
surface properties of wool fabrics, J. Mater. Process. Technol. 207 (1) (2008)
125–129.

[32] M.H. Zohdy, Effect of Sandospace R on the dyeability of gamma-irradiated wool,
wool/polyester and polyester fabrics with some disperse dyes containing amino
groups, Polym. Int. 47 (2) (1998) 165–171.

[33] A.K. Samanta, P. Agarwal, Application of Natural Dyes on Textiles, 2009.
[34] R. Dastjerdi, M. Montazer, A review on the application of inorganic nano-structured

materials in the modification of textiles: focus on anti-microbial properties, Colloids
Surf. B Biointerfaces 79 (1) (2010) 5–18.

[35] M. Parvinzadeh, S. Moradian, A. Rashidi, M.-E. Yazdanshenas, Effect of the addition
of modified nanoclays on the surface properties of the resultant polyethylene
terephthalate/clay nanocomposites, Polym. Plast. Technol. Eng. 49 (9) (2010)
874–884.

[36] F.W. Jones, B.O. Bateup, D.R. Dixon, S.R. Gray, Solubility of wool wax in
supercritical carbon dioxide, J. Supercrit. Fluids 10 (2) (1997) 105–111.

[37] A.A. Khan, N. Iqbal, S. Adeel, M. Azeem, F. Batool, I.A. Bhatti, Extraction of natural
dye from red calico leaves: gamma ray assisted improvements in colour strength
and fastness properties, Dyes Pigments 103 (2014) 50–54.

[38] I.A. Bhatti, S. Adeel, M.A. Jamal, M. Safdar, M. Abbas, Influence of gamma
radiation on the colour strength and fastness properties of fabric using
turmeric (Curcuma longa L.) as natural dye, Radiat. Phys. Chem. 79 (5) (2010)
622–625.

[39] H.S. Freeman, A.T. Peters, Colorants for Non-textile Applications, Elsevier, 2000.
[40] J. Chakraborty, Fundamentals and Practices in Colouration of Textiles, WPI

Publishing, 2015.
[41] A. Shams-Nateri, Reusing wastewater of madder natural dye for wool dyeing,

J. Clean. Prod. 19 (6) (2011) 775–781.
[42] A. Abel, 24 - the history of dyes and pigments: from natural dyes to high

performance pigments, in: J. Best (Ed.), Colour Design, second ed., Woodhead
Publishing, 2012, pp. 557–587.

[43] S. Haar, E. Schrader, B.M. Gatewood, Comparison of aluminum mordants on the
colorfastness of natural dyes on cotton, Cloth. Text. Res. J. 31 (2) (2013)
97–108.

[44] P.S. Vankar, R. Shanker, Ecofriendly ultrasonic natural dyeing of cotton fabric with
enzyme pretreatments, Desalination 230 (1) (2008) 62–69.

[45] Y. Wong, C. Yuen, M. Leung, S. Ku, H. Lam, Selected applications of nanotechnology
in textiles, Autex Res. J. 6 (1) (2006) 1–8.

[46] P. Sarathi, G. Thilagavathi, Synthesis and characterization of titanium dioxide nano-
particles and their applications to textiles for microbe resistance, J. Textile Apparel
Tech. Manag. 6 (2) (2009).

[47] A. Tesfaw, F. Assefa, Applications of transglutaminase in textile, wool, and leather
processing, Int. J. Textil. Sci. 3 (2014) 64–69.

[48] J. Lu, X. Zhao, Electrorheological behaviors of polyaniline-montmorillonite clay
nanocomposite, Int. J. Mod. Phys. B 16 (17n18) (2002) 2521–2527.

[49] M. Montazer, E. Pajootan, F. Lessan, Microbial trans-glutaminase enhances the
physical and mechanical properties of depigmented wool, Eng. Life Sci. 12 (2)
(2012) 216–222.

[50] J. Lin, D. Pan, Y. Sun, C. Ou, Y. Wang, J. Cao, The modification of gelatin films:
based on various cross-linking mechanism of glutaraldehyde at acidic and alkaline
conditions, Food Sci. Nutr. 7 (12) (2019) 4140–4146.

[51] K. Yamabe, H. Goto, Synthesis and surface observation of montmorillonite/
polyaniline composites, J. Composites Sci. 2 (1) (2018) 15.

http://refhub.elsevier.com/S2405-8440(20)31754-0/sref1
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref1
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref1
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref2
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref2
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref2
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref2
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref3
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref3
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref3
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref3
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref4
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref4
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref4
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref5
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref5
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref5
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref5
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref6
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref6
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref6
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref6
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref6
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref6
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref6
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref6
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref7
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref7
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref7
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref7
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref7
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref8
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref8
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref8
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref9
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref9
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref9
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref9
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref9
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref10
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref10
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref10
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref10
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref10
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref11
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref11
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref11
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref12
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref12
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref12
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref13
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref13
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref13
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref13
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref14
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref14
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref14
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref15
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref15
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref15
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref16
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref16
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref16
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref16
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref17
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref17
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref17
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref18
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref18
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref18
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref18
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref19
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref19
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref19
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref19
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref20
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref20
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref20
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref20
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref21
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref21
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref21
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref21
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref22
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref22
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref22
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref23
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref23
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref23
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref23
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref24
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref24
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref24
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref24
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref25
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref25
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref25
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref26
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref26
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref26
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref27
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref27
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref27
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref28
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref28
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref28
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref28
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref29
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref29
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref29
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref29
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref30
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref30
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref30
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref31
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref31
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref31
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref31
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref32
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref32
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref32
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref32
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref33
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref34
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref34
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref34
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref34
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref35
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref35
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref35
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref35
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref35
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref36
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref36
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref36
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref37
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref37
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref37
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref37
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref38
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref38
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref38
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref38
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref38
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref39
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref40
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref40
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref41
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref41
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref41
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref42
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref42
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref42
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref42
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref43
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref43
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref43
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref43
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref44
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref44
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref44
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref45
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref45
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref45
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref46
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref46
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref46
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref47
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref47
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref47
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref48
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref48
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref48
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref49
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref49
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref49
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref49
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref50
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref50
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref50
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref50
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref51
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref51


R. Assefi Pour et al. Heliyon 6 (2020) e04911
[52] N. Binitha, Polyaniline - Montmorillonite Nanocomposites Using H2O2 as the
Oxidant, 2011.

[53] F. Rehman, N. Sanbhal, T. Naveed, A. Farooq, Y. Wang, W. Wei, Antibacterial
performance of Tencel fabric dyed with pomegranate peel extracted via ultrasonic
method, Cellulose 25 (7) (2018) 4251–4260.

[54] L. Cui, G. Du, J. Chen, Q. Wang, P. Wang, X. Fan, Effect of microbial
transglutaminase on dyeing properties of natural dyes on wool fabric, Biocatal.
Biotransform. 26 (5) (2008) 399–404.
10
[55] R. Assefi Pour, J. He, Surface functionalization of wool via microbial-
transglutaminase as bio-mordant to improve dyeability with madder in the presence
of alum, Coatings 10 (1) (2020) 78.

[56] F. Effenberger, M. Schweizer, W.S. Mohamed, Synthesis and characterization of
some polyacrylate/montmorillonite nanocomposites by in situ emulsion
polymerization using redox initiation system, J. Appl. Polym. Sci. 112 (3) (2009)
1572–1578.

http://refhub.elsevier.com/S2405-8440(20)31754-0/sref52
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref52
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref53
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref53
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref53
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref53
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref54
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref54
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref54
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref54
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref55
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref55
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref55
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref56
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref56
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref56
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref56
http://refhub.elsevier.com/S2405-8440(20)31754-0/sref56

	Surface functionalization of wool via microbial-transglutaminase and bentonite as bio-nano-mordant to achieve multi objecti ...
	1. Introduction
	2. Materials and methods
	2.1. Materials
	2.2. Extraction process of dye
	2.3. Enzymatic treatment
	2.4. Clay dispersions and wool treatment
	2.5. Dyeing process

	3. Results and discussion
	3.1. Surface characterization
	3.2. Fourier transforms infrared spectroscopy (FTIR) analysis
	3.3. XRD analysis
	3.4. Anti-bacterial activity assessment
	3.5. Evaluation of color strength
	3.6. Analysis of color variation
	3.7. Determination of color fastness
	3.8. Light fastness
	3.9. Washing fastness

	4. Conclusion
	Declarations
	Author contribution statement
	Funding statement
	Competing interest statement
	Additional information

	References


