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Abstract:



Conventional asphalt binder derived from the petroleum refining process is widely used in pavement engineering. However, asphalt binder is a non-renewable material. Therefore, the use of a co-production of renewable bio-oil as a modifier for petroleum asphalt has recently been getting more attention in the pavement field due to its renewability and its optimization for conventional petroleum-based asphalt binder. Significant research efforts have been done that mainly focus on the mechanical properties of bio-asphalt binder. However, there is still a lack of studies describing the effects of the co-production on performance of asphalt binders from a micro-scale perspective to better understand the fundamental modification mechanism. In this study, a reasonable molecular structure for the co-production of renewable bio-oils is created based on previous research findings and the observed functional groups from Fourier-transform infrared spectroscopy tests, which are fundamental and critical for establishing the molecular model of bio-asphalt binder with various biomaterials contents. Molecular simulation shows that the increase of biomaterial content causes the decrease of cohesion energy density, which can be related to the observed decrease of dynamic modulus. Additionally, a parameter of Flexibility Index is employed to characterize the ability of asphalt binder to resist deformation under oscillatory loading accurately.
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1. Introduction


Conventional hot mix asphalt (HMA) is produced with asphalt binder that derives from the petroleum refining process. However, the total storage of petroleum is limited and petroleum is non-renewable. Thus, it is necessary to develop an alternative binder material to entirely or partly replace the petroleum asphalt with respect to sustainable asphalt pavements. In recent years, biomass materials that can be derived from various bio-resources such as corn stover, animal waste wood and waste cooking oil are gaining interest from the pavement industry [1,2,3]. Significant research efforts are being made to develop “bio-asphalt binder or bio-binder” that incorporates the bio-oil as a new type of asphalt binder for future pavement construction [4,5,6,7,8,9,10,11,12,13,14,15,16,17]. Furthermore, Re-refined Engine Oil Bottoms (REOBs), which are one set of several products obtained in the refining of recovered engine oil, have been widely used in the asphalt industry since 1980 [18,19,20,21]. China is currently a large producer of waste cooking oil (WCO). Over 5 million tons of WCOs are generated every year. If the WCOs are not effectively recycled it may cause serious social and environmental problems. Currently the collected WCOs are mainly re-used for bio-diesel production. During this process about 10% heavy oil by-product is coproduced [22,23,24]. This black viscous liquid of WCO-based heavy oil residue has been regarded as the potential bio-oil modifier for producing WCO-based bio-asphalt. Now that the WCO is a promising biomass modifier for use as a possible asphalt substitute and replaces the conventional petroleum asphalt, several studies have been recently completed that are focused on the performance of bio-asphalt modified with WCO-based bio-oil. The effects of bio-oil obtained from WCO polymerization on conventional petroleum asphalt found that the addition of bio-oil increased thermal cracking resistance but reduced resistance to rutting according to Wen et al. [25]. Another result, stating that incorporating the WCO-based bio-oil into asphalt binder reduced the deformation resistance but improved the low temperature cracking resistance was reported by Sun et al. [26]. Recently, Azahar et al. proposed that the acid value of the WCO is a critical parameter for the performance of bio-asphalt. The permanent deformation resistance of bio-asphalt can be improved when the acid values of WCO are reduced by the chemical pre-treatments [27]. Since the addition of WCO-based bio-oil can soften the petroleum asphalt, many researchers also utilized this kind of bio-oil as a rejuvenating agent for the long-term aged asphalt binders from either the laboratory aging tests or actual field pavements [28,29,30,31,32,33].



Though the performance of WCO-based bio-asphalt has been comprehensively studied, there is still a lack of studies addressing the effects of WCO-based bio-oil on petroleum asphalt from a micro-scale perspective to understand the fundamental modification mechanism. Molecular Dynamics (MD) simulation is one of the effective analytical approaches to investigate the micro-structure and micro-properties of asphalt materials [34,35,36]. Bhasin et al. proposed the interrelationship between molecular properties, healing mechanisms and experimental parameters by means of MD simulations [37,38]. Xu et al. studied the cohesive and adhesive properties of asphalt concrete and evaluated the accuracy of modeling before and after aging through comparisons with experimental data [39,40]. Guo et al. investigated the asphalt micro-structure and micro-scale mechanical properties using the atomic force microscopy experiments and MD simulation and further studied the diffusion of different chemical components of asphalt on mineral aggregates surface [41,42]. Ding et al. studied the diffusion mechanism between the virgin binder and long-term aged binders from reclaimed asphalt pavements [43]. These examples indicate that the MD simulation is a powerful tool for investigating the modification mechanism of various asphalt modifiers.



The objective of this paper is to quantify the WCO-based bio-oil modification effect on the performance of petroleum asphalt from the micro-scale perspective. The molecular model of WCO is first created to represent bio-asphalt binders with various bio-oil contents. The validation of these molecular models is conducted by means of thermodynamic properties including the density, cohesive energy density and surface free energy. Then the bio-asphalt binders are simulated by means of a MD simulation to investigate several possible relationships between micro-scale characteristics and laboratory-tested macro-scale performance, which effectively reveals the micro-scale modification mechanism for the WCO-based bio-oil modified asphalt binders.




2. Materials and Performance Testing


2.1. Materials


2.1.1. Asphalt Binder


In this study, a 60/80 penetration-grade asphalt binder was used as the control asphalt binder. This petroleum asphalt source was obtained from the Hebei province and has been widely applied to produce the HMA in the Beijing area. The physical properties of this control asphalt are shown in Table 1 in which all performance indices met the specification requirements in China.



Table 1. Physical properties of control asphalt.







	
Properties

	
Standard Test Method

	
Test Results






	
Penetration at 25 °C/0.1 mm

	
ASTM D5 [44]

	
75




	
Softening point/°C

	
ASTM D36 [45]

	
49




	
Ductility at 5 °C/mm

	
ASTM D113 [46]

	
35.5




	
Viscosity at 135 °C/Pa s

	
ASTM D4402 [47]

	
0.35











2.1.2. Bio-Oil


The bio-oil used in this study was a black oily liquid as shown in Figure 1, which was directly obtained from the WCO refining process for bio-diesel production. These bio-oil residue by-products were freely donated from the local commercial company that was engaged in collecting the WCOs and producing the bio-diesel. A distillation procedure under approximately 110 °C, which aimed at removing the presence of water and volatile contents, was performed for the bio-oil before adding it into the control asphalt as a modifier.


Figure 1. WCO-based bio-oil residue.



[image: Materials 11 00244 g001]







2.1.3. Material Preparation


The control asphalt was first heated in the oven at a constant temperature of 150 °C for about one hour. Then 5%, 10%, and 15% bio-oil by weight of control asphalt binder was respectively added into the control asphalt when the temperature was stable at 140 °C. Afterwards a continuous 30 min of blending with a mixing speed of 4000 rounds per minute (rpm) using a high shear mixer followed to achieve a homogeneous mixing state. The sample IDs of the prepared asphalt binder materials are given in Table 2.



Table 2. Summary of asphalt binders.







	
Materials

	
Binder ID

	
Percent Weight of Bio-Oil Addition






	
Control 60/80 asphalt binder

	
70#

	
-




	
WCO-based Bio-oil modified asphalt binders

	
70# + 5% WCO

	
5% WCO




	
70# + 10% WCO

	
10% WCO




	
70# + 15% WCO

	
15% WCO












2.2. Performance Testing Procedures


2.2.1. Fourier Transform Infrared Spectroscopy (FTIR) Test


The FTIR (BRUKER, Cologne, Germany) test has been an effective means for analyzing the chemical properties of asphalt binders. The chemical functional groups of asphalt can be identified based on the principle that the molecular rotation or oscillation at specific frequencies would result in the absorption of infrared spectra. Measuring the FTIR absorbance, the change in chemical functional groups of asphalt binder due to the incorporation of bio-oil residues can be detected and compared. The binder samples for FTIR tests were prepared by mixing asphalt binder with a common asphalt solvent of toluene followed by dropping the solution onto a KBr table. The toluene was then evaporated and the prepared sample was then scanned with the test spectrum range of 400 to 2000 cm−1.




2.2.2. Complex Shear Modulus Test


The rheological tests in this study were completed with an Anton Paar MCR 302 dynamic shear rheometer (DSR, Anton Paar, Shanghai, China). The asphalt binder was a well-known viscoelastic material. The complex shear modulus of the oscillation loading was a measurement of the undamaged binder stiffness within the linear viscoelastic range using small strain amplitude, which was also dependent on the loading frequency and temperature. In this study, the complex shear modulus tests were performed under 1.58 rad/s at the temperature of 20 °C with the 8-mm parallel plate and 2-mm gap geometry.




2.2.3. Linear Amplitude Sweep (LAS) Test


Fatigue cracking due to repeated traffic loading is the main pavement distress that shortens the service life of asphalt pavements, which has been widely validated [48]. Based on the DSR equipment, the LAS test (AASHTO TP 101) was developed as the accelerated fatigue procedure for quantifying the damage resistance of asphalt binders [49,50,51] The LAS test uses an oscillatory strain sweep with the amplitudes linearly ranging from 0.1% to 30%. The data interpretation of the LAS test is based on the simplified-viscoelastic continuum damage (S-VECD) model from asphalt concrete fatigue modeling [52,53,54]. Details regarding to the recent developments of LAS-based fatigue modeling of asphalt binder are provided elsewhere [55,56]. As a result of modeling, the conventional fatigue life can finally be simulated and predicted under control-strain cyclic loading, the results of which are shown in Figure 2. The LAS testing temperature in this study was selected as 20 °C which represents the typical intermediate temperature in the Beijing area.


Figure 2. Fatigue life of asphalt binder from the LAS-based fatigue modeling.
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At least two replicates were run for all of the chemical and rheological performance tests to get the average test results. Three or even more replicates were completed to ensure the coefficient of variation was within 10 percent.






3. Performance Testing Results


3.1. FTIR Chemical Group Analysis


A step of baseline correction is conducted for the raw FTIR spectra of each binder to perform a reliable spectra comparison. The corrected FTIR spectra of control asphalt and bio-binders are shown in Figure 3. It can be observed that the three bio-binders generally display the same chemical functional groups to the control 70# binder. However, the distinguished absorbance of bio-oil for the functional groups of C-O stretch (1000–1300 cm−1) and C=O stretch (1735–1750 cm−1) exhibits much higher values than those of control 70# binder, indicating the existence of oxygen-related functional groups within the bio-oil. More specifically, it is also observed that the amount of C=O stretch and C–O stretch increases when increasing the content of bio-oil, which is expected from the spectra property of the bio-oil. Meanwhile, the S=O stretch (1030 cm−1) is also an important functional group for asphalt binder; however, the sulfoxide functional group within the control 70# binder and three bio-binders show slight differences.


Figure 3. FTIR results for tested materials.
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To remove the variability of peak absorbance heights due to the various sample film thicknesses, the carbonyl index (C=O), carbon-oxygen index (C–O) and the sulfoxide index (S=O) developed by Lamontagne et al. were utilized to quantitatively describe the chemical structure change upon the bio-oil addition, as expressed in Equations (1)–(3) respectively [57].


[image: ]



(1)
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(2)






[image: ]



(3)







The quantified IC=O, IC-O and IS=O indices for the tested materials are given in Table 3. It is found that both the IC=O and IC-O indices of bio-oil are much higher than those of control 70# binder. When further adding the bio-oil to the 70# binder, the IC=O and IC-O are observed to be monotonically increased. However, the IS=O index of all materials almost stays around a constant level, indicating that the S=O content within bio-oil is similar to that of the control asphalt.



Table 3. Calculation results of functional groups indices.







	
Binder ID

	
IC=O

	
IC-O

	
IS=O






	
70#

	
0.031

	
0.045

	
0.030




	
70# + 5% WCO

	
0.032

	
0.053

	
0.027




	
70# + 5% WCO

	
0.035

	
0.062

	
0.030




	
70# + 5% WCO

	
0.038

	
0.071

	
0.028




	
WCO

	
0.058

	
0.225

	
0.032











3.2. Complex Shear Modulus


The complex shear modulus at a temperature of 20 °C under a loading frequency of 1.58 rad/s for the control 70# binder and three bio-binders are presented in Figure 4. It is clearly seen that an increasing bio-oil content decreases the stiffness of the 70# binder, indicating that the bio-oil addition can soften the control asphalt binder. Since the WCO-based bio-oil residue in this study is shown as a viscous liquid at room temperature, the softening effects from the bio-oil addition are expected and also consistent to other previous WCO-based bio-asphalt studies described in the literature [25,26].


Figure 4. Complex shear modulus test results (20 °C, 1.58 rad/s).
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3.3. Fatigue Performance


The control 70# binder and three WCO-based bio-binders were subjected to the LAS test procedure followed by the fatigue performance analysis according to the S-VECD modeling approach [55,57]. The final modeling output is the classic fatigue law between the cyclic fatigue strain amplitude and corresponding simulated fatigue life as summarized in Figure 5. It can be observed that the binder fatigue life significantly increases with higher bio-oil weight indicating that the addition of bio-oil generally improves the fatigue resistance of the control 70# binder. However, two bio-binders of 70# + 10% WCO and 70# + 15% WCO exhibit identical fatigue live results under the strain amplitudes from 1% to 10%. The improvements of the fatigue performance of bio-asphalt binder still needs to be further validated by fatigue testing of bio-asphalt mixtures.


Figure 5. Fatigue life comparison between control 70# binder and three bio-binders.
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4. Creation and Validation of Molecular Structure Models


4.1. Molecular Structure Model of Asphalt Binder


Asphalt binder is well known as a typical organic material, which contains millions of complex chemical components [58]. In order to build the realistic and applicable asphalt binder molecular model, several researchers firstly separated asphalt binder into three, four or six fractions followed by the creation of a molecular structure for asphalt binder according to the respective proportions of each fraction [59,60]. In this paper, the 12-component molecular model of asphalt binder (see Figure 6), which was firstly proposed to represent SHRP core asphalt AAA-1, was utilized to represent the control 70# binder following the analysis approach that is detailed in a recent study of Li et al. [61]. Figure 1 shows the specific molecular structure of chemical components of asphalt binder following the SARA classification system (S for saturates, first A for asphaltene, R for resin and the second A for aromatics).


Figure 6. Typical microstructure for molecular structures of asphalt binder by SARA fractions [62,63,64,65,66,67,68,69,70,71,72].
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The unit numbers of the above 12 chemical components in the molecular system of asphalt binder are listed in Table 4 [61], based on this a typical molecular structure model for a given asphalt binder can be created.



Table 4. Molecules number in the model system.







	
Molecule

	
Number

	
Molecule

	
Number






	
Squalane

	
4

	
DOCHN

	
13




	
Hopane

	
4

	
Quinolinohopane

	
4




	
Asphaltene-phenol

	
3

	
Thioisorenieratane

	
4




	
Asphaltene-pyrrole

	
2

	
Trimethylbenzeneoxane

	
5




	
Asphaltene-thiophene

	
3

	
Pyridinohopane

	
4




	
PHPN

	
11

	
Benzobisbenzothiophene

	
15











4.2. Molecular Structure Model of WCO Based Bio-Oil


Normally the WCO contains lots of complex chemical components due to its wide range of sources, so a feasible typical component should be selected to represent the WCO. The main chemical component within the WCO is the triglyceride (TG), which is an ester derived from glycerol and three fatty acids [73,74,75], and its content weight within WCO is more than 95% [76], therefore, the TG molecule is employed in this study to represent the micro-structure of the WCO-based bio-oil. The typical molecular structure unit is shown in Figure 7a, where R1, R2 and R3 represent the alkyl chains. The lengths of the three chains of fatty acids vary in naturally occurring TGs but normally contain 16, 18 or 20 atoms [76]. Therefore, the 18 carbon atoms are assigned into each chain to construct the TG molecule that represents the average molecular structure of WCO-based bio-oil as shown in Figure 7b.


Figure 7. (a) Typical molecular unit of WCO-based bio-oil; (b) molecular structure of bio-oil.
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The number of C=O and C–O within these created molecular structures for control 70# binder and three bio-binders are calculated to compare with the measured C=O and C–O by FTIR. The comparison results are shown in Figure 8. It can be seen that the number of the functional group in the asphalt binder model has a great correlation with previous obtained C=O and C–O functional group results of the bio-oil from the FTIR test, revealing the readability of the molecular asphalt binder models for the control 70# binder and three bio-binders.


Figure 8. The correlation of C=O and C–O between molecular models and measured results.
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4.3. Creation of Asphalt Binder Molecular Structure Model


To establish the molecular models of control 70# binder and three bio-binders respectively with 5%, 10% and 15% WCO-based bio-oil, four molecular models of asphalt binders with 0, 2, 4 and 6 WCO molecules are constructed according to the molar mass of the WCO (993.6 g/mol), and the number of WCO is also adopted as an integer. These four molecular structure models with different bio-oil contents are created by means of the software Material Studio 6.0 (Biovia, San Diego, CA, USA). The force field used in this study is the condensed-phase optimized molecular potential for atomistic simulation studies (COMPASS) force field, which is the first parameterized and validated first-principles-based force field and has been proved to be accurate for covalent molecules including most common organics, small inorganic molecules and polymers [77]. Then the molecular structure model is created by a geometry optimization since the molecules randomly appear in the system and the overlapping of molecules and extreme intermolecular interactions are inevitable. Many unreasonable molecular structures are eliminated during the geometry optimization process, and finally more appropriate relative positions of the molecules that follow the structural rules can be achieved. The MD simulation is then performed with a duration of 100 ps (1 ps = 10–12 s) under isothermal-isobaric (NPT) conditions to characterize the micro-scale properties of these established molecular structure models.




4.4. Validation of Molecular Structure Models


4.4.1. Density


The density information is first investigated to estimate the properties of these created molecular models from the MD simulation with duration of 100 ps under NPT conditions. The computation process took about 12 h and the simulated density results are given in Figure 9. It is seen that the binder density obviously decreases with the addition of WCO-based bio-oil. This is expected since the density of bio-oil is reported around 0.862 g/cm3 [78], which is lighter than the density of conventional petroleum-based asphalt. Therefore, the more the bio-oil is incorporated in the control asphalt, the lower binder density is obtained.


Figure 9. Density results of all binders with different WCO-based bio-oil contents.
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4.4.2. Surface Free Energy


The parameter Surface Free Energy (SFE) measures the energy required to disrupt intermolecular chemical bonds when creating a new surface area [39]. In order to simulate the SFE properties, the bulk and confined models were respectively created for the control 70# binder and three bio-binders with various bio-oil contents. The SFE is defined and quantified as Equation (4) shows.


[image: ]



(4)




where γa is the SFE; Esurface and Ebulk represent the potential energy of the confined asphalt layer and bulk asphalt, respectively; and A is area of the new surface to be created.



As shown in Figure 10, the calculated SFE values of control 70# binder are larger than those of three bio-oil modified binders indicating the bio-oil addition causes a small surface free energy. Also, the SFE values decrease with an increase of bio-oil content. These SFE results for the created molecular structure models agree with the measured SFE values, ranging from 13 to 47.6 mJ/m2, as reported in the literature [79].


Figure 10. Surface free energy (SFE) of all binders with different WCO-based bio-oil contents.
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4.4.3. Cohesion Energy Density


The Cohesive Energy Density (CED) is a mutual attraction between the molecules within the same material, which represents the manifestation of the molecular force between molecules of the same species and can be utilized to assess the intermolecular interaction inside an asphalt molecule model [80]. A series of material characteristics such as tensile strength, compressibility, coefficient of thermal expansion and wettability are all related to the material CED properties.



The CED results of the control 70# binder and three bio-binders are compared in Figure 11 and it is observed that the CED values decrease when increasing the bio-oil content. This is mainly due to the fact that the created bio-oil molecule has three long flexible molecular branches, which result in weaker intermolecular interactions compared to the control 70# binder.


Figure 11. CED results of all binders with different WCO-based bio-oil content.
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The above MD simulation of density, SFE and CED properties validates that these created molecular structure models for control 70# binder and three bio-binders with different bio-oil contents are reasonable since the simulation results of these models are identical to the previous experimental results and research findings [40,79].






5. Relationship between Micro-Properties and Macro-Performance


5.1. CED vs. Dynamic Modulus


The CED parameter characterizes the cohesion energy within a unit volume. Previous research [80] showed that the CED could be determined by the viscosity of polymer, indicating that some scientific connection exists between the micro-scale CED and macro-scale viscosity for a given polymeric material. The asphalt binder is a typical viscoelastic material that shows a similar time-dependent behavior to the polymers. Therefore, it is also promising to link the CED property to the macro-scale performance of asphalt binders.



The complex shear modulus represents the typical linear viscoelastic (LVE) material property of a non-damaged body. Figure 12 shows the correlation between the simulated micro-scale CED properties and the measured macro-scale complex shear modulus for the control 70# binder and three bio-binders, in which a clear exponential relationship can be fitted. This further supplement and validates the correlation between the micro-property and the macro-performance of polymer in the previous research [80]. In this case, the asphalt binder is subjected to oscillatory shear loading to measure the complex shear modulus response and thus, a larger micro-scale CED level means a stronger link between the molecules within asphalt binder, leading to a greater stability against shear deformation in the macro-scale.


Figure 12. Relationship between micro-scale CED and macro-scale complex shear modulus.
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5.2. Flexibility Index vs. Fatigue Life


Fatigue resistance of asphalt binder is important for fatigue performance of asphalt mixture and pavement. Currently main research efforts are focused on the fatigue performance evaluation and prediction based on laboratory testing. However, there are only limited studies addressing the fatigue damage and failure mechanisms from the micro-scale perspective. Essentially, the fatigue resistance of asphalt binder is mainly determined by various chemical properties such as the chemical composition, molecular weight, functional group and molecular structure. Therefore, investigating the micro-scale material property enables insightful understanding for comparing the distinguished fatigue resistance of different asphalt binders.



In Section 3.3, the fatigue performance of control 70# binder and three bio-binders are characterized using the LAS-based fatigue modeling approach to obtain the fatigue life results. When applying some deformation to the asphalt binder, the stiffest molecular chain would be the first to break, which is the source of fatigue cracks [81]. To investigate the micro-scale fundamental explanations for the improved binder fatigue life from the addition of bio-oil, a parameter of Flexibility Index (FI) is employed for a given molecular structure of asphalt binder. Kier [82] proposed this definition for FI based on multiple structural attributes from the molecular size, branching, cycles and heteroatom content. Each of the structural attributes in the definition has been incorporated into the analysis of shape using the kappa indices. In particular, the number of atoms and the relative periodicity of molecules are encoded into the K1 index; the branching or relative spatial density of molecules is encoded into the K2 index. The K1 and K2 indices are respectively derived as Equations (5) and (6).
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(5)
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(6)




where N is the number of atoms; P is the number of paths with a length of one [82].



Then, the α-modified shape indices [image: ] and [image: ] are further calculated as Equations (7) and (8), which take into consideration the contribution made by covalent radii and hybridization to the shape of the molecule.
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(7)
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(8)







The modifier item of α is given by Equation (9).
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(9)




where [image: ] is the radius of the xth heavy atom and [image: ] is the radius of sp3 carbon, which is assumed to be 0.77 Å [82].



Finally, the Flexibility Index (FI) can be calculated using Equation (10).
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(10)




where N is the number of non-hydrogen atoms in the molecule.



The FI parameters of the fraction structure are calculated and shown in Table 5.



Table 5. Flexibility index of each molecular structure.







	
Molecule

	
Flexibility Index

	
Molecule

	
Flexibility Index






	
Squalane

	
19.67

	
Quinolinohopane

	
6.13




	
Hopane

	
6.87

	
Thioisorenieratane

	
13.22




	
Asphaltene-phenol

	
12.03

	
Trimethylbenzeneoxane

	
9.92




	
Asphaltene-pyrrole

	
8.76

	
Pyridinohopane

	
6.11




	
Asphaltene-thiophene

	
9.01

	
Benzobisbenzothiophene

	
2.07




	
PHPN

	
6.50

	
WCO

	
55.53




	
DOCHN

	
10.27

	
-

	
-










Table 5 shows that the WCO-based bio-oil molecule displays the largest FI value, indicating that the bio-oil is the most flexible material among all of the compositions. Based on the specific FI value of each chemical composition, the FI for the control 70# binder and three bio-binders with various bio-oil contents are summed and the FI in unit volume is calculated according to the volume of asphalt binder models based on the MD simulation, then the FI in unit volume is plotted with the corresponding binder fatigue life under strain amplitude of 1% as shown in Figure 13. It is interesting to observe that the FI in unit volume is well correlated to the fatigue resistance for tested binders, revealing that the macro-scale fatigue performance of asphalt binder is fundamentally governed by the molecule flexibility from the micro-scale perspective. The more flexible the binder molecule behaves, the better fatigue resistance it performs during a fatigue test, which is also consistent to the previous research findings regarding fatigue damage of polymeric matrix composites [81].


Figure 13. Relationship between micro-scale flexibility index in unit volume and macro-scale fatigue life.
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6. Conclusions


This paper investigates the performance of WCO-based bio-asphalt binders from both rheological and molecular simulation approaches. The bio-oil effects on the chemical functional groups, complex shear modulus and fatigue performance of control asphalt is firstly characterized and then followed by the MD simulation to explain the modification mechanisms of bio-oil from a micro-scale perspective. The specific findings of this study are summarized as follows:

	(1)

	
From FTIR tests, it is demonstrated that the bio-oil modified binders displayed increased carbonyl index when increasing the bio-oil content, whereas the sulfoxide index almost exhibited the same level as that of the control asphalt. Further rheological performance tests indicated that the addition of bio-oil softened the stiffness and improved the fatigue resistance of the control asphalt.




	(2)

	
A reasonable averaged molecular structure for bio-oil is created based on previous research findings and further validated with the FTIR results and the micro-scale properties in terms of density, SFE and CED from the MD simulation.




	(3)

	
A larger CED at micro-scale level represents a stronger link between the molecules within asphalt binder to provide a better stability against shear deformation in the macro-scale. Therefore, the observed complex shear modulus decrease due to the bio-oil addition is well related to simulated CED properties for all tested binders. Meanwhile, a parameter of Flexibility Index (FI) is utilized to investigate the micro-scale fundamental mechanisms for the improved binder fatigue life from the addition of bio-oil. The more flexible the binder molecule is obtained, the better its fatigue resistance.









In further research, more material properties of WCO-based bio-oil modified asphalt binder still need to be covered from both macro-scale and micro-scale. Also, the long-term aging effects on these material properties need to be addressed.







Acknowledgments


This paper is based on a part of the research project carried out at the request of the German Research Foundation (DFG) under research project No. OE 514/1-2 (FOR 2089) and the Beijing Natural Science Foundation under research project Grant No. 8174059. The authors are solely responsible for the research contents.




Author Contributions


Dawei Wang and Xin Qu conceived and designed the experiments; Quan Liu performed the experiments; Xin Qu analyzed the data; Markus Oeser contributed reagents/materials/analysis tools; Chao Wang and Xin Qu wrote the paper.




Conflicts of Interest


The authors declare no conflict of interest.




References


	1. 
Podolsky, J.H.; Buss, A.; Williams, R.C.; Cochran, E. Comparative performance of bio-derived/chemical additives in warm mix asphalt at low temperature. Mater. Struct. 2016, 49, 563–575. [Google Scholar] [CrossRef]

	2. 
Podolsky, J.H.; Buss, A.; Williams, R.C.; Cochran, E.W. The rutting and stripping resistance of warm and hot mix asphalt using bio-additives. Constr. Build. Mater. 2016, 112, 128–139. [Google Scholar] [CrossRef]

	3. 
Chen, C.; Podolsky, J.H.; Hernández, N.B.; Hohmann, A.D.; Williams, R.C.; Cochran, E.W. Preliminary investigation of bioadvantaged polymers as sustainable alternatives to petroleum-derived polymers for asphalt modification. Mater. Struct. 2017, 50, 225. [Google Scholar] [CrossRef]

	4. 
Król, J.B.; Niczke, Ł.; Kowalski, K.J. Towards understanding the polymerization process in bitumen bio-fluxes. Materials 2017, 10, e1058. [Google Scholar] [CrossRef] [PubMed]

	5. 
Fini, E.H.; Al-Qadi, I.L.; You, Z.; Zada, B.; Mills-Beale, J. Partial replacement of asphalt binder with bio-binder: Characterisation and modification. Int. J. Pavement Eng. 2012, 13, 515–522. [Google Scholar] [CrossRef]

	6. 
Guarin, A.; Khan, A.; Butt, A.A.; Birgisson, B.; Kringos, N. An extensive laboratory investigation on the use of bio-oil modified asphalt in road construction. Constr. Build. Mater. 2016, 106, 133–139. [Google Scholar] [CrossRef]

	7. 
Kowalski, K.J.; Król, J.B.; Bańkowski, W.; Radziszewski, P.; Sarnowski, M. Thermal and fatigue evaluation of asphalt mixtures containing rap treated with a bio-agent. Appl. Sci. 2017, 7, 216. [Google Scholar] [CrossRef]

	8. 
Yang, X.; You, Z.; Dai, Q.; Mills-Beale, J. Mechanical performance of asphalt mixtures modified by bio-oils derived from waste wood resources. Constr. Build. Mater. 2014, 51, 424–431. [Google Scholar] [CrossRef]

	9. 
Raouf, M.; Williams, R. Temperature and shear susceptibility of a nonpetroleum binder as a pavement material. Trans. Res. Rec. J. Trans. Res. Board 2010, 9–18. [Google Scholar] [CrossRef]

	10. 
Raouf, M.A.; Williams, R.C. Temperature susceptibility of non-petroleum binders derived from bio-oils. In Proceedings of the 7th Asia Pasific Conference on Transportation and the Environment, Semarang, Indonesia, 3–5 June 2010. [Google Scholar]

	11. 
Seidel, J.C.; Haddock, J.E. Soy fatty acids as sustainable modifier for asphalt binders. In Alternative Binders for Sustainable Asphalt Pavements; Purdue University: Washington, DC, USA, 2012. [Google Scholar]

	12. 
Peralta, J.; Raouf, M.A.; Tang, S.; Williams, R.C. Bio-Renewable Asphalt Modifiers and Asphalt Substitutes; Springer: London, UK, 2012; Volume 62, pp. 89–115. [Google Scholar]

	13. 
Mohamed, A.R.; Williams, C. General rheological properties of fractionated switchgrass bio-oil as a pavement material. Road Mater. Pavement Des. 2010, 11, 325–353. [Google Scholar]

	14. 
Yang, X.; Mills-Beale, J.; You, Z. Chemical characterization and oxidative aging of bio-asphalt and its compatibility with petroleum asphalt. J. Clean. Prod. 2017, 142, 1837–1847. [Google Scholar] [CrossRef]

	15. 
Yang, X.; You, Z.; Mills-Beale, J. Asphalt binders blended with a high percentage of biobinders: Aging mechanism using ftir and rheology. J. Mater. Civ. Eng. 2015, 27, 04014157. [Google Scholar] [CrossRef]

	16. 
Pahlavan, F.; Mousavi, M.; Hung, A.M.; Fini, E.H. Characterization of oxidized asphaltenes and the restorative effect of a bio-modifier. Fuel 2018, 212, 593–604. [Google Scholar] [CrossRef]

	17. 
Fini, E.H.; Kalberer, E.W.; Shahbazi, A.; Basti, M.; You, Z.; Ozer, H. Chemical characterization of biobinder from swine manure: Sustainable modifier for asphalt binder. J. Mater. Civ. Eng. 2011, 23, 1506–1513. [Google Scholar] [CrossRef]

	18. 
Bennert, T.; Ericson, C.; Corun, R.; Fee, F.; Bennert, T.; Ericson, C. Performance of asphalt binders modified with Re-refined Engine Oil Bottoms (REOB). In Proceedings of the Chinese–European Workshop on Functional Pavement Design, Delft, The Netherlands, 29 June–1 July 2016; pp. 427–434. [Google Scholar]

	19. 
Li, X.; Gibson, N.; Andriescu, A.; Arnold, T.S. Performance evaluation of reob-modified asphalt binders and mixtures. Road Mater. Pavement Des. 2017, 18, 128–153. [Google Scholar] [CrossRef]

	20. 
Cooper, S.B.; Mohammad, L.N.; Elseifi, M.A. Laboratory performance of asphalt mixtures containing recycled asphalt shingles and re-refined engine oil bottoms. J. Mater. Civ. Eng. 2017, 29, 04017106. [Google Scholar] [CrossRef]

	21. 
Mogawer, W.S.; Austerman, A.; Al-Qadi, I.L.; Buttlar, W.; Ozer, H.; Hill, B. Using binder and mixture space diagrams to evaluate the effect of re-refined engine oil bottoms on binders and mixtures after ageing. Road Mater. Pavement Des. 2017, 18, 154–182. [Google Scholar] [CrossRef]

	22. 
Yaakob, Z.; Mohammad, M.; Alherbawi, M.; Alam, Z.; Sopian, K. Overview of The Production of Biodiesel from Waste Cooking Oil. Renew. Sustain. Energy Rev. 2013, 18, 184–193. [Google Scholar] [CrossRef]

	23. 
Mohammadshirazi, A.; Akram, A.; Rafiee, S.; Kalhor, E.B. Energy and Cost Analyses of Biodiesel Production from Waste Cooking Oil. Renew. Sustain. Energy Rev. 2014, 33, 44–49. [Google Scholar] [CrossRef]

	24. 
Zhang, H.; Xu, Z.; Zhou, D.; Cao, J. Waste Cooking Oil-to-Energy under Incomplete Information: Identifying Policy Options through an Evolutionary Game. Appl. Energy 2017, 185, 547–555. [Google Scholar] [CrossRef]

	25. 
Wen, H.; Bhusal, S.; Wen, B. Laboratory Evaluation of Waste Cooking Oil-Based Bio-Asphalt as an Alternative Binder for Hot Mix Asphalt. ASCE J. Mater. Civ. Eng. 2013, 25, 1432–1437. [Google Scholar] [CrossRef]

	26. 
Sun, Z.; Yi, J.; Huang, Y.; Feng, D.; Guo, C. Properties of Asphalt Binder Modified by Bio-Oil Derived from Waste Cooking Oil. Constr. Build. Mater. 2016, 102, 496–504. [Google Scholar] [CrossRef]

	27. 
Azahar, W.N.A.W.; Jaya, R.P.; Hainin, M.R.; Bujang, M.; Ngadi, N. Chemical Modification of Waste Cooking Oil to Improve the Physical and Rheological Properties of Asphalt Binder. Constr. Build. Mater. 2016, 126, 218–226. [Google Scholar] [CrossRef]

	28. 
Asli, H.; Ahmadinia, E.; Zargar, M.; Karim, M.R. Investigation on Physical Properties of Waste Cooking Oil – Rejuvenated Bitumen Binder. Constr. Build. Mater. 2012, 37, 398–405. [Google Scholar] [CrossRef]

	29. 
Zargar, M.; Ahmadinia, E.; Asli, H.; Karim, M.R. Investigation of The Possibility of Using Waste Cooking Oil as a Rejuvenating Agent for Aged Bitumen. J. Hazard. Mater. 2012, 233, 254–258. [Google Scholar] [CrossRef] [PubMed]

	30. 
Chen, M.; Xiao, F.; Putman, B.; Leng, B.; Wu, S. High Temperature Properties of Rejuvenating Recovered Binder with Rejuvenator, Waste Cooking and Cotton Seed Oils. Constr. Build. Mater. 2014, 59, 10–16. [Google Scholar] [CrossRef]

	31. 
Chen, M.; Leng, B.; Wu, S.; Sang, Y. Physical, Chemical and Rheological Properties of Waste Edible Vegetable Oil Rejuvenated Asphalt Binders. Constr. Build. Mater. 2014, 66, 286–298. [Google Scholar] [CrossRef]

	32. 
Su, J.; Qiu, J.; Schlangen, E.; Wang, Y. Investigation the Possibility of a New Approach of Using Microcapsules Containing Waste Cooking Oil: In Situ Rejuvenation for Aged Bitumen. Constr. Build. Mater. 2015, 74, 83–92. [Google Scholar] [CrossRef]

	33. 
Gong, M.; Yang, J.; Zhang, J.; Zhu, H.; Tong, T. Physical–Chemical Properties of Aged Asphalt Rejuvenated by Bio-oil Derived from Biodiesel Residue. Constr. Build. Mater. 2016, 105, 35–45. [Google Scholar] [CrossRef]

	34. 
Hou, Y.; Sun, W.; Huang, Y.; Ayatollahi, M.; Wang, L.; Zhang, J. Diffuse Interface Model to Investigate the Asphalt Concrete Cracking Subjected to Shear Loading at a LowTemperature. J. Cold Reg. Eng. 2017, 31, 04016009. [Google Scholar] [CrossRef]

	35. 
Hou, Y.; Wang, L.; Wang, D.; Liu, P.; Guo, M.; Yu, J. Characterization of Bitumen Micro-mechanical Behaviors Using AFM, Phase Dynamics Theory and MD Simulation. Materials 2017, 10, 208. [Google Scholar] [CrossRef] [PubMed]

	36. 
Hou, Y.; Guo, M.; Ge, Z.; Wang, L.; Sun, W. Mixed-Mode I-II Cracking Characterization of Mortar using Phase-Field Method. J. Eng. Mech. 2017, 143, 04017033. [Google Scholar] [CrossRef]

	37. 
Bhasin, A.; Bommavaram, R.; Greenfield, M.L.; Little, D.N. Use of molecular dynamics to investigate self-healing mechanisms in asphalt binders. J. Mater. Civ. Eng. 2010, 23, 485–492. [Google Scholar] [CrossRef]

	38. 
Bhasin, A.; Motamed, A. Analytical models to characterise crack growth in asphaltic materials and healing in asphalt binders. Int. J. Pavement Eng. 2011, 12, 371–383. [Google Scholar] [CrossRef]

	39. 
Xu, G.; Wang, H. Study of cohesion and adhesion properties of asphalt concrete with molecular dynamics simulation. Comput. Mater. Sci. 2016, 112, 161–169. [Google Scholar] [CrossRef]

	40. 
Xu, G.; Wang, H. Molecular dynamics study of oxidative aging effect on asphalt binder properties. Fuel 2017, 188, 1–10. [Google Scholar] [CrossRef]

	41. 
Guo, M.; Huang, Y.; Wang, L.; Yu, J.; Hou, Y. Using Atomic Force Microscopy and Molecular Dynamics Simulation to Investigate the Asphalt Micro Properties. Int. J. Pavement Res. Technol. 2017. [Google Scholar] [CrossRef]

	42. 
Guo, M.; Tan, Y.; Wang, L.; Hou, Y. Diffusion of asphaltene, resin, aromatic and saturate components of asphalt on mineral aggregates surface: Molecular dynamics simulation. Road Mater. Pavement Des. 2017, 18, 1–10. [Google Scholar] [CrossRef]

	43. 
Ding, Y.; Huang, B.; Shu, X.; Zhang, Y.; Woods, M.E. Use of molecular dynamics to investigate diffusion between virgin and aged asphalt binders. Fuel 2016, 174, 267–273. [Google Scholar] [CrossRef]

	44. 
Standard Test Method for Penetration of Bituminous Materials; D5; ASTM: West Conshohocken, PA, USA, 1992.

	45. 
Standard Test Method for Softening Point of Bitumen (Ring-and-Ball Apparatus); D36; ASTM: West Conshohocken, PA, USA, 2009.

	46. 
Standard Test Method for Ductility of Asphalt Materials; D113; ASTM: West Conshohocken, PA, USA, 2009.

	47. 
Standard Test Method for Viscosity Determination of Asphalt at Elevated Temperatures Using a Rotational Viscometer; D4402; ASTM: West Conshohocken, PA, USA, 2015.

	48. 
Wang, Y. The effects of using reclaimed asphalt pavements (RAP) on the long-term performance of asphalt concrete overlays. Constr. Build. Mater. 2016, 120, 335–348. [Google Scholar] [CrossRef]

	49. 
AASHTO. Standard Method of Test for Estimating Damage Tolerance of Asphalt Binders Using the Linear Amplitude Sweep; AASHTP TP 101; AASHTO: Washington, DC, USA, 2014. [Google Scholar]

	50. 
Johnson, C.M. Estimating Asphalt Binder Fatigue Resistance Using an Accelerated Test Method. Ph.D. Thesis, University of Wisconsin, Madison, WI, USA, 2010. [Google Scholar]

	51. 
Hintz, C.; Bahia, H. Simplification of linear amplitude sweep test and specification parameter. Trans. Res. Rec. J. Trans. Res. Board 2013, 2370, 10–16. [Google Scholar] [CrossRef]

	52. 
Kim, Y.R.; Lee, H.J.; Little, D.N. Fatigue characterization of asphalt concrete using viscoelasticity and continuum damage theory (with discussion). J. Assoc. Asph. Paving Technol. 1997, 66, 520–569. [Google Scholar]

	53. 
Daniel, J.S.; Kim, Y.R. Development of a simplified fatigue test and analysis procedure using a viscoelastic, continuum damage model (with discussion). J. Assoc. Asph. Paving Technol. 2002, 71, 619–650. [Google Scholar]

	54. 
Underwood, B.S. Multiscale Constitutive Modeling of Asphalt Concrete; North Carolina State University: Raleigh, NC, USA, 2011. [Google Scholar]

	55. 
Wang, C.; Castorena, C.; Zhang, J.; Richard Kim, Y. Unified failure criterion for asphalt binder under cyclic fatigue loading. Road Mater. Pavement Des. 2015, 16, 125–148. [Google Scholar] [CrossRef]

	56. 
Wang, Y.; Wang, C.; Bahia, H. Comparison of the fatigue failure behaviour for asphalt binder using both cyclic and monotonic loading modes. Constr. Build. Mater. 2017, 151, 767–774. [Google Scholar] [CrossRef]

	57. 
Lamontagne, J.; Dumas, P.; Mouillet, V.; Kister, J. Comparison by Fourier transform infrared (FTIR) spectroscopy of different ageing techniques: Application to road bitumens. Fuel 2001, 80, 483–488. [Google Scholar] [CrossRef]

	58. 
Wiehe, I.A.; Liang, K.S. Asphaltenes, resins, and other petroleum macromolecules. Fluid Phase Equilib. 1996, 117, 201–210. [Google Scholar] [CrossRef]

	59. 
Corbett, L.W. Composition of asphalt based on generic fractionation, using solvent deasphaltening, elution-adsorption chromatography and densimetric characterization. Anal. Chem. 1969, 41, 576–579. [Google Scholar] [CrossRef]

	60. 
Šebor, G.; Blažek, J.; Nemer, M.F. Optimization of the preparative separation of petroleum maltenes by liquid adsorption chromatographiy. J. Chromatogr. A 1999, 847, 323–330. [Google Scholar] [CrossRef]

	61. 
Li, D.D.; Greenfield, M.L. Chemical compositions of improved model asphaltsystems for molecular simulations. Fuel 2014, 115, 347–356. [Google Scholar] [CrossRef]

	62. 
Oldenburg, T.B.P.; Huang, H.; Donohoe, P.; Willsch, H.; Larter, S.R. High molecular weight aromatic nitrogen and other novel hopanoid-related compounds in crude oils. Org. Geochem. 2004, 35, 665–678. [Google Scholar] [CrossRef]

	63. 
Strausz, O.P.; Peng, P.; Murgich, J. About the colloidal nature of asphaltenes and the MW of covalent monomeric units. Energy Fuels 2002, 16, 809–822. [Google Scholar] [CrossRef]

	64. 
Lira-Galeana, C.; Hammami, A. Wax Precipitation from Petroleum Fluids: A Review; Yen, T.F., Chilingarian, G.V., Eds.; Asphalts and Asphaltenes, 2. Developments in Petroleum Science Series; Elsevier: New York, NY, USA, 2000; Volume 40b, pp. 557–608. [Google Scholar]

	65. 
Simanzhenkov, V.; Idem, R. Crude Oil Chemistry; Marcel Dekker, Inc.: New York, NY, USA, 2003. [Google Scholar]

	66. 
Li, D.D.; Greenfield, M.L. High internal energies of proposed asphaltene structures. Energy Fuels 2011, 25, 3698–3705. [Google Scholar] [CrossRef]

	67. 
Koopmans, M.P.; De Leeuw, J.W.; Lewan, M.D.; Damsté, J.S.S. Impact of dia- and catagenesis on sulphur and oxygen sequestration of biomarkers as revealed by artificial maturation of an immature sedimentary rock. Org. Geochem. 1996, 25, 391–426. [Google Scholar] [CrossRef]

	68. 
Koopmans, M.P.; De Leeuw, J.W.; Damsté, J.S.S. Novel cyclised and aromatized diagenetic products of b-carotene in the Green River shale. Org. Geochem. 1997, 26, 451–466. [Google Scholar] [CrossRef]

	69. 
Marynowski, L.; Rospondek, M.J.; Reckendorf, R.M.; Simoneit, B.R.T. Phenyldibenzofurans and phenyldibenzothiophenes in marine sedimentary rocks and hydrothermal petroleum. Org. Geochem. 2002, 33, 701–714. [Google Scholar] [CrossRef]

	70. 
Cai, C.; Zhang, C.; Cai, L.; Wu, G.; Jiang, L.; Xu, Z. Origins of palaeozoic oils in the Tarim basin: Evidence from sulfur isotopes and biomarkers. Chem. Geol. 2009, 268, 197–210. [Google Scholar] [CrossRef]

	71. 
Mullins, O.C. The modified Yen model. Energy Fuels 2010, 24, 2179–2207. [Google Scholar] [CrossRef]

	72. 
Dickie, J.P.; Yen, T.F. Macrostructures of asphaltic fractions by various instrumental methods. Anal. Chem. 1967, 39, 1847–1852. [Google Scholar] [CrossRef]

	73. 
Svennerholm, L. The nomenclature of lipids. IUPAC-IUB Commission on Biochemical Nomenclature (CBN). Eur. J. Biochem. 1977, 79, 11–21. [Google Scholar]

	74. 
Liu, Q.; Cai, B.; Yuan, L.; Zhou, Y.; Huang, J.; He, Y. The clustering analysis of the illegal cooked oil based on high pressure liquid chromatography. J. Food Saf. Qual. 2013, 4, 401–409. [Google Scholar]

	75. 
Lam, M.K.; Lee, K.T.; Mohamed, A.R. Homogeneous, heterogeneous and enzymatic catalysis for transesterification of high free fatty acid oil (waste cooking oil) to biodiesel: A review. Biotechnology advances. Biotechnol. Adv. 2010, 28, 500–518. [Google Scholar] [CrossRef] [PubMed]

	76. 
Hong, Y. Study on the composition of edible oil triglycerides and HPLC determination. Ph.D. Thesis, Southern Yangtze University, Wuxi, China, 2015. [Google Scholar]

	77. 
Bunte, S.W.; Sun, H. Molecular modeling of energetic materials: The parameterization and validation of nitrate esters in the COMPASS force field. J. Phys. Chem. B 2000, 104, 2477–2489. [Google Scholar] [CrossRef]

	78. 
Information of Glycerol Tristearate in Chemicalbook. Available online: http://www.chemicalbook.com/ChemicalProductProperty_EN_CB1110089.htm (accessed on 8 November 2017).

	79. 
Wei, J.; Dong, F.; Li, Y.; Zhang, Y. Relationship analysis between surface free energy and chemical composition of asphalt binder. Constr. Build. Mater. 2014, 71, 116–123. [Google Scholar] [CrossRef]

	80. 
Bristow, G.M.; Watson, W.F. Cohesive energy densities of polymers. part 2.—Cohesive energy densities from viscosity measurements. Trans. Faraday Soc. 1958, 54, 1742–1747. [Google Scholar] [CrossRef]

	81. 
Cheng, G.; Li, Z.; Qi, D. Mechano-chemical molecular chains model of fatigue damage for fibre-reinforced polymeric matrix composites. Chin. J. Mater. Res. 2004, 18, 25–33. [Google Scholar]

	82. 
Kier, L.B. An index of molecular flexibility from kappa shape attributes. Qsar Comb. Sci. 2010, 8, 221–224. [Google Scholar] [CrossRef]













































© 2018 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access article distributed under the terms and conditions of the Creative Commons Attribution (CC BY) license (http://creativecommons.org/licenses/by/4.0/).






media/file13.jpg





media/file4.png
10%

Strain Amplitude

1%

100

1000

N;

10000

100000





media/file27.png





media/file18.png
0.99 -

0.98 -

Density (g/cm3)
o
©
|

0.96 -

5 10
WCO contents (%)

15





media/file21.jpg
CED (J*m’)

3.08x10° 3

5 10
'WCO contents (%)





media/file26.png
Nf

3.2x104—-
3.0x104—-
2.8x104—-
2.6x104-
2.4x104—-
2.2x104—-
2.0x104—-
1.8x10° i

1.6x10" 1

y=2E+14x+8E+18
R°=0.9126

| ! | ' | ! | ! | ! | ! |
3.9x10"° 42x10" 45x10"™ 4.8x10" 5.1x10"” 5.4x10" 5.7x10"

Fl in unit volume (mm'3)





media/file3.jpg
10%

Strain Amplitude

1%

100

1000

N;

10000

100000





media/file22.png
3.08x10°
3.06x10°
3.04x10°
3.02x10°

3x10°

2.98x10°

CED (J*m”)

2.96x10°
2.94x10°
2.92x10°

2.9x10°

5 10
WCO contents (%)

15





media/file19.jpg
8

g © g w o
8 & & ¢ 2

(;w/pw) ABious @21 22EUNS

©

WCO contents (%)





media/file7.jpg
10° 3

T T
) °

(ed) sninpoj Jeays xajdwod

®

'WCO contents (%)





media/file10.png
10%

Strain Amplitude

on —=— 70#
O\
xB, --o-- 7T0#+5%WCO
‘31;‘ ---A--- 70#+10%WCO
) 70#+15%WCO
1% o—i

100 1000 10000 100000





media/file14.png





media/file11.jpg
[ —
g






media/file6.png
Absorbance

— 70#
1 ——70#+5%

05 —— 70#+10%

— 70#+15%
— WCO

I
800

T I I
1000 1200 1400

Wavenumber (cm'1)

|
1600

|
1800

2000





media/file15.jpg
Number of functional group in molecular model

04w o °
o loo
60
o
50
o y=1378.2¢-28.592
40 R?=0.9992
o
30
204
.
104 =y =2400x-726
. R'=0.96
O-m

T T T T T T T T 1
0030 0035 0040 0045 0050 0055 0060 0065 0070 0.075
Index result by FTIR





nav.xhtml


  materials-11-00244


  
    		
      materials-11-00244
    


  




  





media/file16.png
Number of functional group in molecular model

70 H B |co
O lco

60
50 4

] y = 1378.2x - 28.592
40 - R® = 0.9992
30 4
20 4
10 - y = 2400x - 72.6

] R>=0.96
Odm

! [ ! [ | | | | ! | ! | |
0.030 0.035 0.040 0045 0.050 0.055 0.060 0.065 0.070 0.075
Index result by FTIR





media/file2.png





media/file20.png
o o - o o
™ AN N ~ —

(Lw/rw) ABisus a3} soeUNG

WCO contents (%)





media/file23.jpg
3.5x10° i
3.0x10°
2.5x10°

— 2.0x10°
eE.07x

y =4E-77e
R2=0.9445
1.0x10° o

1.5x10°

G* (Pa;

5.0x10"

0.0

x10°  3x10°  3x10° 310" 310" 3x10°  3x10°
CED (10°J/m®)





media/file5.jpg
Absorbance

06

o0s

00

[—70#

|——T70#+5%

——70#+10%
—— 70#+15%

1000 1200 1400
Wavenumber (cm’)





media/file24.png
3.5x10° -
3.0x10° 1

2.5x10° -

. 2.0x10°

| _ 6E-07x
T 1.5x10° - y =4E-77e
- R2 = 0.9445
1.0x10° -

5.0x10" -

0.0 -

' | ' | ' | ! | ' | ! |
3x10° 3x10° 3x10° 3x10° 3x10° 3x10° 3x10°
CED (10°J/m°)





media/file1.jpg





media/file25.jpg
Nf

3.2x10°4
3.0x10°4
2.8x10°
26x10°
2.4x10°
2.2x10°
2.0x10°
1.8x10° 4

16x10° 4

y=2E+14x+8E+18
R’=0.9126

3.9x10% 42x10° 4.5x10° 4.8x10” 51x10" 5.4x10" 5.7x10

Flin unit volume (mm®)

o





media/file12.png
Perhydrophenanthrene- Dioctyl-cyclohexane-
naphthalene (PHPN) naphthalene (DOCHN),

H oy

Benzobisbenzothiophene Squalane





media/file9.jpg
10%

Strain Amplitude

1%

—e—70#

--o-- 70#+5%WCO
=A== 70#+10%WCO
— O 7T0#+15%WCO

100

1000

10000 100000
NI





media/file0.png





media/file8.png
10° 5

[Trrror 71 T T T
w0 <
(@) ')

< ~

(ed) sninpo Jeays xa|dwod

|
w
o
~—

WCO contents (%)





media/file17.jpg
Density (g/cm’)

0.99 4

0.98 |

@
g
N

0.96

5 10
'WCO contents (%)





