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Abstract:Abstract:Abstract:Abstract: The interactions among polyoxyethylene ethers nonionic surfactants (C18POEn), C.I. Direct black 19 and

gelatin were studied by spectrophotometry. Combin ing reflectance measurements, the effect of C18POEn and its

adding order on leather dyeing kinetics and surface color were analyzed. Moreover, particle sizes in C18POEn

solutions with C.I. Direct black 19 or gelatin were estimated by dynamic light scattering method. There were
complexes formed by hydrogen bonds and hydrophobic interactions among C18POEn, C.I. Direct black 19 and

gelatin. With C18POEn the dyeing process was slowed down; the uniformity and shade of surface color were

improved. Furthermore, C18POE n added together with dye can bring the best levelling effect. Particle size results

suggest that C18POE n is prone to interact with dye, not with gelatin. All these results verify that the levelling effect of

polyoxyethylene ethers nonionic surfactants depend on the interactions between surfactants and dyes. The study shall
facilitate the use of advanced analytic techniques for understanding leather dyeing process.
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1111 IntroductionIntroductionIntroductionIntroduction
As estimated, 50-60% of all leather is dyed black. In leather industry the color black is as popular as

ever and it is set to continue to be in great demand in the future. Among all kinds of dyestuffs, acid black
and direct black dyestuffs dominate in the leather dyeing process. Direct black dyestuffs are easy to
colorize leather surface and cover the damages, but difficult to dye through the whole cross section of
leather. Therefore some nonionic surfactants (such as the polyoxyethylene ethers nonionic ones) are
added as levelling or dispersing agents in leather dyeing process.

Although several researches have been done on dye-surfactant interactions by using
spectrophotometry, potentiometriy and surface tension measurements et al.[1-4], there are scarce recovers
on the use of such advanced techniques for studying leather dyeing process. In this study, C.I. Direct
black 19 as an example, the absorbance spectrograms of the mixtures of polyoxyethylene octadecyl
alcohol ether (C18POEn, n =15 or 16), the dye and gelatin were measured to speculate on their interactions.
Meanwhile, the effect of adding order of C18POEn on the dyeing kinetics and the surface color of dyed
leathers were analyzed by spectrophotometry and reflectance measurements. In the end, the interactions
between C18POEn and gelatin or C.I. Direct black 19 were estimated by dynamic light scattering method.

2222 ExperimentalExperimentalExperimentalExperimental
2.12.12.12.1 MaterialsMaterialsMaterialsMaterials

C18POEn (n =15 or 16) was supplied by Shangyu Printing and Dyeing Assistants Co.(China) with
99% purity. C.I. Direct black 19(Fig. 1) was supplied by Tianjin Dyestuff Chemistry Co. (China) with
100% strength. Gelatin (biochemical reagent) was purchased from Sigma-Aldrich Co.(USA). All the



reagents were used as received. Water used in the preparation of the solutions for spectrophotometric and
dynamic light scattering measurements was deionized twice.

Fig.1Fig.1Fig.1Fig.1 StructureStructureStructureStructure ofofofof C.I.C.I.C.I.C.I. DirectDirectDirectDirect blackblackblackblack 19191919

2.22.22.22.2 MethodsMethodsMethodsMethods
2.2.12.2.12.2.12.2.1 CMCCMCCMCCMCmeasurementsmeasurementsmeasurementsmeasurements

The surface tension of aqueous solutions of the nonionic surfactant (C18POEn) at various
concentrations was measured by using Pendant drop method with Dataphysics OCA H200 Contact Angle
Analyzer (Germany). The Critical Micelle Concentration (CMC) value was determined at sharp break
points in surface tension against the logarithm of the concentration curve. The CMC value was found to be
0.05% for C18POEn at 25℃. From the surface tension measurement, the CMC value of C18POEn did not
vary within the temperature range of 25-50℃. Therefore, it was selected from a wide concentration range.
2.2.22.2.22.2.22.2.2 PreparationPreparationPreparationPreparationofofofof thethethethe dye,dye,dye,dye, surfactantsurfactantsurfactantsurfactant andandandandgelatingelatingelatingelatin solutionssolutionssolutionssolutions

Considering the CMC value for C18POEn as 0.05%, the mixtures of C.I. Direct black 19 and
C18POEn were prepared as 5:5, 5:4, 5:3 and 5:2 parts by mass, and the dye concentration was set as 0.1%.
Similarly, the mixed solutions of gelatin, C.I. Direct black 19 and C18POEn were prepared as 10:1:0.8,
10:1:1 and 10:1:1.2 parts by mass, and the dye concentration was set as 0.05%.
2.2.32.2.32.2.32.2.3 SpectrophotometricSpectrophotometricSpectrophotometricSpectrophotometric measurementsmeasurementsmeasurementsmeasurements

The prepared solutions were shaken in a thermostat bath at 40℃ for 60min. Then the
spectrophotometric measurements were done by using Lambda 25 UV-vis spectrophotometer
(PerkinElmer Instruments Co., USA.) with a thermostat controller at 40℃. The absorbance spectrogram
was recorded between 400nm and 800nm.
2.2.42.2.42.2.42.2.4 DyeingDyeingDyeingDyeing

Conventional chrome tanned bovine leather was selected for the study. The leather was sammed and
shaved to 1.70-1.80mm thickness and then cut into 20×25cm size samples. Prior to dyeing, all the samples
were rechromed and neutralized to pH about 5.5. Next, every two of them were taken for each trial and
processed in the drum as per process described in Tab. 1. Quantity of chemicals was calculated on shaved
weight.

TabTabTabTab.... 1111 DyeingDyeingDyeingDyeing reciperecipereciperecipe ofofofof bovinebovinebovinebovine leatherleatherleatherleather

Samples Chemicals T（℃） Time（min） Check

Control 100% water 40 20

2.5% C.I. Direct Black 19 80

1%formic acid 30 pH 3.5±0.1

Trial 1 100% water 40

0.2% C18POEn 20
2.5% C.I. Direct Black 19 80

1% formic acid 30 pH 3.5±0.1

Trial 2 100% water 40 20



2.2.52.2.52.2.52.2.5 AnalysisAnalysisAnalysisAnalysis ofofofof dyedyedyedye exhaustionexhaustionexhaustionexhaustion inininin thethethethe processprocessprocessprocess liquorliquorliquorliquor
Exhausted dye liquor was collected every 10min and analyzed for unspent dye using

spectrophotometric method by measuring the absorbance value at the λmax of the dye, after suitably
diluting the spent dyeing liquor. The amount of dye present in the spent liquor was calculated from the
calibration graph drawn for the known concentration of the dye. Then the dye exhaustion was calculated
using equation (1).

(1) (%) 100%
u r

u

C C
Dye exhaustion

C
−
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Here, Cu is the concentration of dye used, Cr is the concentration of dye present in the spent liquor.
2.2.62.2.62.2.62.2.6 DeterminationDeterminationDeterminationDetermination ofofofof surfacesurfacesurfacesurfacecolorcolorcolorcolor differencedifferencedifferencedifference

The control and experimental leathers were subjected to the reflectance measurements using a X-
riteColor Premier8200 (X-Rite Co., USA.). Color measurements(L, a, b and c) were recorded. Wherein ‘a’
represents the red and green axes and ‘b’ represents the yellow and blue axes. The total color difference
(△E) was calculated using equation (2).

(2)2 2 2Δ = Δ + +E L a b∆ ∆

△L<0, sample is darker, △L>0, sample is lighter;
△a<0, sample is greener, △a>0, sample is redder;
△b<0, sample is bluer, △b>0, sample is more yellow;
△c<0, sample is brighter/more saturated, △c>0, sample is duller/less saturated.

2.2.72.2.72.2.72.2.7 DeterminationDeterminationDeterminationDetermination ofofofof fastnessfastnessfastnessfastness totototo wet/drywet/drywet/drywet/dry rubrubrubrub
The control and experimental leathers were conditioned at 20±1℃ and 65±2% relative humidity for

72hours[5]. Next, the color fastness to to and fro rubbing was tested according to ISO 11640:1993 [6] and
assessed according to the standard staining grey scales.
2.2.82.2.82.2.82.2.8 DeterminationDeterminationDeterminationDetermination ofofofof thethethethe sizesizesizesize distributiondistributiondistributiondistributionofofofof particlesparticlesparticlesparticles

0.5% C.I. Direct black 19, 0.5% gelatin and 0.5% C18POEn solutions were prepared respectively.
Meanwhile, the mixtures of C18POEn and dye / gelatin were prepared as 1:10 parts by mass. The size
distributions of particles in the above solutions were analyzed by using a Zetasizer Nano ZS instrument
(Malvern Instruments Co., UK) at 25℃.

3333 ResultsResultsResultsResults andandandand discussionsdiscussionsdiscussionsdiscussions
3.13.13.13.1 SpectrophotometricSpectrophotometricSpectrophotometricSpectrophotometric measurementsmeasurementsmeasurementsmeasurements

The presence of several isosbestic points indicates the existence of several species (soluble / insoluble

0.2% C18POEn

2.5% C.I. Direct Black 19 80

1% formic acid 30 pH 3.5±0.1

Trial 3 100% water 40 20

2.5% C.I. Direct Black 19 20
0.2% C18POEn 60

1% formic acid 30 pH 3.5±0.1

The sample leathers were rinsed in water for 10min and then dried in the air.



ones) at equilibrium, which has been verified by other researchers [7-10]. As soluble complex is formed
from insoluble one, the hydrophobic interactions must be involved [8,11-16] .

Fig.Fig.Fig.Fig. 2222 AbsorptionAbsorptionAbsorptionAbsorption spectrogramsspectrogramsspectrogramsspectrograms ofofofof mixturesmixturesmixturesmixtures Fig.Fig.Fig.Fig. 3333 AbsorptionAbsorptionAbsorptionAbsorption spectrogramsspectrogramsspectrogramsspectrograms ofofofof mixturesmixturesmixturesmixtures
ofofofof C.I.C.I.C.I.C.I. DirectDirectDirectDirect BlackBlackBlackBlack 19191919 (D)(D)(D)(D) andandandandCCCC18181818POEPOEPOEPOEnnnn (S)(S)(S)(S) ofofofof C.I.C.I.C.I.C.I. DirectDirectDirectDirect BlackBlackBlackBlack 19191919 (D),(D),(D),(D), CCCC18181818POEPOEPOEPOEnnnn (S)(S)(S)(S) andandandand
((((C.I.C.I.C.I.C.I. DirectDirectDirectDirect BlackBlackBlackBlack 19191919 concentrationconcentrationconcentrationconcentration waswaswaswas setsetsetset GelatinGelatinGelatinGelatin (G)(G)(G)(G) ((((C.I.C.I.C.I.C.I. DirectDirectDirectDirect BlackBlackBlackBlack 19191919 concentrationconcentrationconcentrationconcentration
asasasas 0.1%0.1%0.1%0.1% inininin thethethethe fourfourfourfour mixtures)mixtures)mixtures)mixtures) waswaswaswas setsetsetset asasasas 0.05%0.05%0.05%0.05% inininin thethethethe threethreethreethree mixtures)mixtures)mixtures)mixtures)

Fig. 2 shows bathochromic shift and the increase of the absorbance between 573nm and 776nm with
increasing C18POEn concentration. There are three isosbestic points (573nm, 607nm and 776nm) which
may indicate the formation of soluble / insoluble dye-surfactant complexes. As a result, there should be
hydrophobic interactions between dye and C18POEn. When C18POEn concentration is higher than its CMC
value(0.05%), the absorbance between 574nm and 776nm of the mixtures of C.I. Direct black 19,
C18POEn and gelatin increases greatly(Fig. 3). Similar to Fig. 2, three isosbestic points (574 nm, 620nm
and 776 nm) may suggest the formation of the insoluble / soluble complexes and the existence of
hydrophobic interactions between C18POEn and C.I. Direct black 19 or gelatin. Furthermore, all these
spectrograms reveal that the interactions between dye and surfactants can evidently alter the absorbance
between 573nm and 700nm, this will change the color of the mixed solutions and may influence the color
of dyed leathers.
3.23.23.23.2 DyeingDyeingDyeingDyeingkineticskineticskineticskinetics

Fig. 4 shows the dyeing kinetics of bovine leather with C.I. Direct black 19. When C18POEn added in
different orders, the final dye exhaustion varied little, but the dye exhaustion had some decrease in early
60min. Particularly the dye exhaustion in Trial 2 was slower and more even than that in Trial 1 and Trial
3. Since C.I. Direct black 19 can interact to C18POEn more effectively (see Fig. 2), C18POEn added
together with the dye can bring about the best levelling effect. C18POEn canslow down the dyeing process,
which should be the main reason for the levelling effect of C18POEn.

b

b



Fig.Fig.Fig.Fig. 4444 DyeDyeDyeDye exhaustionexhaustionexhaustionexhaustion (%)(%)(%)(%) atatatat 40404040℃ Fig.Fig.Fig.Fig. 5555 CountCountCountCount raterateraterate forforforfor aggregating/sedimentingaggregating/sedimentingaggregating/sedimentingaggregating/sedimenting samplessamplessamplessamples

3.33.33.33.3 SurfaceSurfaceSurfaceSurface colorcolorcolorcolor
By visual assessment, the uniformity and shade of surface color and dye penetration are better for the

experimental samples. From the △L and △c values shown in Tab. 2, there is a decrease in the darkness
and an increase in the intensity in the presence of C18POEn. Compared to the controls, the surface color of
dyed leathers in three Trials are redder. The total color difference (△E) varies little with C18POEn added
in different orders. These results are consistent with the influence of C18POEn on the absorbance
spectrogram of C.I. Direct black 19 (bathochromic shift).

TabTabTabTab.... 2222 ColorColorColorColor differencedifferencedifferencedifference valuesvaluesvaluesvalues ofofofof controlcontrolcontrolcontrol andandandand experimentalexperimentalexperimentalexperimental leathersleathersleathersleathers

a The values in the first row were the color measurements(L,a,b and c) for the control.

3.43.43.43.4 RubRubRubRub fastnessfastnessfastnessfastness characteristicscharacteristicscharacteristicscharacteristicsofofofof leathersleathersleathersleathers
The rub fastness of controls and experimental samples are shown in Tab. 3. The experimental

samples have similar fastness to the controls. This indicates that there is little effect of C18POEn on the
rub fastness of surface color of dyed leathers.

TabTabTabTab.... 3333 RubRubRubRub fastnessfastnessfastnessfastness ofofofof controlscontrolscontrolscontrols andandandand experimentalexperimentalexperimentalexperimental samplessamplessamplessamples

3.53.53.53.5 SizeSizeSizeSize distributiondistributiondistributiondistribution ofofofof particlesparticlesparticlesparticles inininin CCCC18181818POEPOEPOEPOEnnnn andandandand dyedyedyedye //// gelatingelatingelatingelatin solutionssolutionssolutionssolutions
Quasi-elastic light scattering is related to the moving of particles in macromolecular solutions, and

the hydromechanical radius of macromolecules can be determined by using dynamic light scattering

Samples △L △a △b △c △E

Controla 16.55 0.26 0.19 0.32 0

Trial 1 0.82 0.19 0.34 0.38 0.97

Trial 2 0.72 0.23 0.49 0.52 0.92

Trial 3 0.55 0.29 0.58 0.63 0.87

Samples
Rub fastness

Dry rub（25 times） Wet rub（20 times）

Control 3～4 3

Trial 1 3～4 3

Trial 2 3～4 3

Trial 3 3～4 3



method. With concentrations higher than the CMC value, the surfactant molecules will be tend to form
micelles of sizes between 5nm and 100nm[17-19]. So the particle size distribution can be estimated by the
dynamic light scattering method. According to the ‘Zetasiser Nano User Manual’[20], during the size
measurement process, the steady increasing or decreasing count rate is correlated to the aggregating or
sedimenting samples(Fig. 5).

Fig.Fig.Fig.Fig. 6666 ParticlesParticlesParticlesParticles sizesizesizesize distribu tionsdistribu tionsdistribu tionsdistribu tions inininin CCCC18181818POEPOEPOEPOEnnnn(S),(S),(S),(S), C.I.C.I.C.I.C.I. DirectDirectDirectDirect BlackBlackBlackBlack 19(D)19(D)19(D)19(D) andandandand gelatin(G)gelatin(G)gelatin(G)gelatin(G) solutionssolutionssolutionssolutions

During the size measurement process for the mixtures of C18POEn and gelatin/dye, the change
tendency of the count rate was found to be similar to that in Fig. 5.This denominates that gelatin/dye may
have some interactions with C18POEn and form several species. Fig. 6 indicates that there is an increase in
the sizes of particles in the C18POEn solutions with gelatin or dye, and the dye can bring larger rise to the
particle sizes. This means that the interactions of C18POEn with the dye should be stronger than that with
gelatin. That is, the levelling effect of C18POEn should depend more on the interactions with the dye
molecules.
3.63.63.63.6 PlausiblePlausiblePlausiblePlausible levellinglevellinglevellinglevelling effecteffecteffecteffectmechanismmechanismmechanismmechanismofofofof CCCC18181818POEPOEPOEPOEnnnn

Collagen, as the main component of leather, contains acidic amino acid, basic amino acid and a
relatively high percentage of proline and hydroproline. The nonionic surfactant C18POEn has ‘O’ in
ethylene oxide, which can interact to ‘H’ in C.I. Direct black 19 and amino acid groups of collagen by
hydrogen bonds in leather dyeing process. This has been verified by the variation of the absorbance band
and bathochromic shift in Fig. 2 and Fig. 3. In addition, the existence of isosbestic points in absorbance
spectrograms suggests that there are hydrophobic interactions among C.I. Direct black 19, C18POEn and
gelatin. As a result, the corresponding soluble / insoluble complexes were formed by the two interactions.
The increase of particle sizes in C18POEn solutions with C.I. Direct black 19 are larger than that with
gelatin, indicating that C18POEn are tend to interact with dye molecules. The increase in the sizes of dye-
C18POEn complexes can help to slow down the diffusion and penetration of the dye, and colorize the
leather surface to obtain more uniform surface color. All these results verify that the levelling effect of
polyoxyethylene ethers nonionic surfactants should depend more on the interactions between surfactants
and dyes.

4444 ConclusionsConclusionsConclusionsConclusions
The spectrophotometry results indicate there are soluble / insoluble complexes formed by hydrogen

bonds and hydrophobic interactions among C18POEn, C.I. Direct black 19 and gelatin.
In the presence of C18POEn, the absorbance spectrograms of C.I. Direct black 19 (or with gelatin)



solutions show evident bathochromic shift; the leather dyeing process was slowed down; the uniformity
of surface color and dye penetration were improved; the shade of surface color was redder; but the rub
fastness varied little. In addition, C18POEn added together with the dye can bring about the optimum
levelling effect.

Sizes of particles in C18POEn solutions got larger with dye than with gelatin. The levelling effect of
polyoxyethylene ethers nonionic surfactants depends more on the interactions between surfactants and
dyes.
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Appendix:Appendix:Appendix:Appendix:

Although the collagen in crust leather for dyeing are often crosslinked by some tanning agents(such as,

chromitan, vegetable tannins, et al.), the stabilized collagen has the same conformation as that of native collagen.(See

in the article: Nishtar Nishad Fathima, Raju Suresh, Jonnalagadda Raghava Rao, et al., Effect of UV irradiation on

stabilized collagen: Role of chromium(Ⅲ ),Col loids and Surfaces B: Biointerfaces,2008,62:11-16. ) As you know,
gelatin is a hydrolysate from collagen. So, the stabilized collagen andgelatin are still homologous, and they may have

analogous physicochemical characteristics. As a result, the behavior of gelatin towards the dye can be used to mimic

that of the tanned hide with the dye.


