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Abstract

During the past years different researchers have studied the causes of failure of flexible pave-
ments and they offered variety of alternatives for solving these failure problems such as rutting,
fatigue and low temperature cracking which are sourced from moisture susceptibility and also
temperature sensitivity of either asphalt, aggregate or the asphalt mixture as a whole. This study
is conducted to determine the optimum amount and potential applicability of zycotherm nanoma-
terial in asphalt and asphalt concrete mixtures with two different systems: directly applying to
bitumen and diluting and applying to aggregate in order to address the solution of potential fail-
ure problems in flexible pavements. The study is carried out experimentally by conducting tests
on bitumen and bituminous mixtures. Tensile strength test and retained stability tests were per-
formed on bituminous mixture in order to measure the tensile strength ratio (TSR) and the re-
tained stability index (RSI), which are both the indexed parameters to determine the mixture re-
sistance to de-bonding and disintegration in the presence of water. Penetration, softening point,
RTFOT, PAV, BBR and DSR tests were also performed on bitumen to determine the effect of zyco-
therm on bitumen’s contribution on rutting, fatigue and low temperature cracking of the mixture.
It is found that using zycotherm material greatly increases the resistance of asphalt mixture to
moisture induced damages and also increases its resistance to rutting, fatigue and low tempera-
ture cracking.
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1. Introduction

Highway flexible pavements constitute more than 90% of the national pavements of most of the countries. It is
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produced from hot mix asphalt (which is a mixture of well graded aggregate combined with a bituminous binder
to provide a stable structure for passing vehicles), and continually faces different failure problems. These prob-
lems may be sourced from hot mix asphalt or from underlying layers either base, subbase or subgrade failures.
Hot mix asphalt concrete would have a long life even under heavy traffic, severe conditions like moisture; high
and low temperature, when designed and laid properly.

It is believed that moisture or water is one of the greatest factors which will have an inverse effect on the per-
formance of hot mix asphalt. It manifests itself as a reduction in overall strength and it will increase rutting po-
tential, decrease fatigue life and accelerate stripping potential of the mixture.

Working on solving these problems related to flexible pavement up to now at macro and micro level did not
provide satisfaction to engineers and road administers and also did not give the idea of solving the problems
from the root, so the need of solving problems at nano levels became necessary. Since bitumen itself has a great
influence on the characteristics of mixture and because bitumen in most refineries is produced in the secondary
process, or it can be said it is by-product. It will not lead the bitumen to compete with fuel and other products,
and from here it obtains better performing asphalt in petroleum refining process. When the product does not
meet the pavement structure requirements, modification has been used as one of the best and most attractive al-
ternatives for improving asphalt and asphalt concrete properties.

Nanotechnology is the creation of new materials, devices, and systems at the molecular level associated with
atomic and molecular interactions strongly influencing macroscopic material properties [1]. In recent years, na-
notechnology has gradually been incorporated into the field of modified asphalt [2]. In the last decade or so, na-
notechnology emerged as the potential solution to greatly enhance the performance and durability of construc-
tion materials. Nanomaterials are defined as materials with at least one dimension that falls in the length scale of
1 - 100 nm. Due to the small size and high surface area, the property of nanomaterials is very different from
normal size materials [3]. To demonstrate many of the prospective applications, researchers have conducted a
series of positive and effective efforts dealing with the preparation of modified asphalt to demonstrate the me-
chanism of modification and the resultant improvement in performance [2]. Some researches showed that fati-
gue cracking, rutting and moisture resistance of asphalt binders and mixtures are improved with the addition of
nanomaterials [3]. Ghafarpoor [4] carried out comparative rheological tests on bitumen and mechanical tests on
asphalt mixtures containing unmodified and nanoclay modified bitumen. The results have shown that nanoclay
could improve properties of bitumen such as stiffness and aging resistance and decrease phase angle in com-
pared to unmodified asphalt and asphalt mixtures properties such as stability, resilient modulus, and indirect
tensile strength.

Moghadas et al. [5] performed a test to investigate the performance characteristic of asphalt mixture by using
zycosoil as an anti-strip agent with limestone and granite aggregate. It was seen that the fatigue life increased
because of formation of a hydrophobic nanolayer on aggregate, and aggregate coverage with zycosoil increased
the amount of filler and decreased the void content in asphalt mixture. It is also observed that the zycosoil mod-
ified aggregate surface caused a better compaction of asphalt mixture [6]. Rohith [7] investigated the stability
and Marshall Property of hot mix asphalt specimens produced at 155°C, 130°C and 115°C and compared with
warm mix asphalt specimens containing zycotherm nanomaterial produced at 130°C and 115°C. It was con-
cluded that the stability and Marshall Property were improved with the addition of 0.1% of zycotherm nanoma-
terial. Another study conducted by Yao et al. [8] on asphalt and asphalt mixtures by using nanosilica at 4% and
6% by weight of bitumen estimated the characteristics of nanomodified asphalt binder and mixture. Different
tests (such as Rotational Viscosity RV, Dynamic Shear Rheometer DSR, Bending Beam Rheometer BBR,
Fourier Transform Infrared Spectroscopy FTIR, Scanning Electron Microscopy SEM, Asphalt Pavement Ana-
lyzer APA, Dynamic Modulus DM and flow number FN) were performed to analyze the change in chemical
bonding and rheological properties of modified asphalt binder and also the performance characteristic of asphalt
mixture after modification. It was shown that the anti-aging property, rutting and fatigue cracking performance
of nanosilica modified asphalt binders are enhanced and the addition of nanosilica in the control asphalt mixture
significantly improves the dynamic modulus, flow number and rutting resistance of asphalt mixtures. The nano-
technology, with the usage of asphalt and asphalt mixture properties, has the following benefits [9]:

» Improve the storage stability in polymer modified asphalt;

» Increase the resistance to UV aging;

» Reduce the moisture susceptibility under water, snow and deicers;
» Improve the properties of asphalt mixtures at low temperature;
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» Improve the durability of asphalt pavements;
» Save energy and cost;
> Decrease maintenance requirements.
The aim of the study is to investigate the effects of zycotherm nanomaterial in two different modification me-
thods with two types of aggregate (limestone and basalt) after asphalt concrete (asphalt mixtures) produced with
them. The effectiveness of using zycotherm nanomaterial on:
< Volumetric properties of hot mix asphalt such as Marshal stability, flow, air void, void in mineral aggregate
and voids filled with asphalt in a mixture;

< Resistance of compacted asphalt mixture to moisture induced damage;

< Mixing zycotherm with bitumen binder to investigate (DSR) dynamic shear rheometer test parameter and
(BBR) bending beam rheometer test parameter to estimate rutting and fatigue life;

<~ Stripping value of aggregate when aggregate mixed with zycotherm treated bitumen.

2. Material Preparation

2.1. Aggregate Preparation

Two types of aggregate (basalt and limestone) are used in this study for asphalt mixture production to investi-
gate the zycotherm nanomaterial effect on their behaviour and to compare them with respect to their usage with
this material. The aggregates were brought from two different sources in Turkey and their physical properties of
both basalt and limestone are given in Table 1.

The aggregate grading used for both aggregate types is shown in Table 2.

Table 1. Basalt and limestone test results.

Aggregate test results

Tests units Test methods HIGEEEE EzEl Spedification
results results Wear type 1
Abrasion loss max. % TS EN1097-2 22 12 30
Abrasion max. % TS EN1097-6 0.61 1.53 2.0
Magnesium sulphate freezing loss max. % TS EN1367-2 4.2 6.61 16
Flatness index % TS9582 EN933-3 14 20 20
Peeling strength min. % K2006TS EN 65-75 30-40 50
Bulk specific gravity of coarse aggregate gm/cm? TS EN1097-6 2.699 2.891 -
Apparent specific gravity of coarse aggregate gm/cm® TS EN1097-6 2.744 2.974 -
Bulk specific gravity of fine aggregate gm/cm® TS EN1097-6 2.650 2.812 -
Apparent specific gravity of fine aggregate gm/cm® TS EN1097-6 2.725 2.918 -
Apparent specific gravity of filler gm/cm® TS EN1097-7 2.779 294 -
Table 2. Aggregate gradation used for both aggregate types.
Sieve opening % Passing Design limit
Inch mm Min Max % Passing
3/4” 19.1 100 - 100
1/2” 12.7 83 100 92
3/8” 9.52 70 90 80
No. 4 476 40 55 48
No. 10 2 25 38 32
No. 40 0.425 10 20 15
No. 80 0.18 6 15 11
No. 200 0.075 4 10 8
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2.2. Bitumen Binder

Bitumen used for this study was taken from Tupras-Izmit refinery. One grade of bitumen is used for investiga-
tion purposes and it was 50/70 penetration grade bitumen. The physical properties such as penetration, softening
point, specific gravity and other properties are given below in Table 3.

2.3. Zycotherm Additive

Zycotherm silane is an additive used for modifying hot mix asphalt concrete and offers a wide spectrum of ben-
efits, due to the unique properties of Alkyl Siloxane Nano layer produced [10].

The typical specification of zycotherm is listed herein under:

Active ingredient: organosilane compound

Solid content: 65% + 2%

Appearance: clear pale yellow liquid

Flash point: >80°C

Solubility in water: soluble

2.4. Design Procedure

The modification of bitumen and bituminous mixture is done by the following steps:

1+ Zycotherm is added directly to bitumen by weight of bitumen at three 3 different percentages (0.1%, 0.3%
and 0.5%) while the bitumen is heated at 135C.

2+ Zycotherm is diluted in water at (1:400) range and the aggregate is marinated with this dilution by weight
of aggregate at three 3 different percentages (1%, 3% and 5%). Then the aggregate is left to dry after this mari-
nating and it is heated at 160°C - 170°C for HMA sample production.

After modification, the samples were prepared for testing with both modification systems.

2.5. Experimental Work

A series of tests were conducted on bitumen samples that contain zycotherm with 3 different percentages to de-
termine the performance characteristics of hot mix asphalt produced with both aggregate types with both sys-
tems of modifications.

Bitumen tests were (penetration, softening point and Superpave binder tests as RTFOT, PAV, DSR and BBR
tests). HMA tests were (Marshall Test, indirect tensile strength test and retained stability test). The determina-
tion of the stripping value of aggregate was also conducted.

Penetration and softening point are two tests as per AASHTO T49, ASTM D5 for penetration and AASHTO
T53, ASTM D36 for softening point test. These were conducted with 3 percentages of zycotherm addition (0.1%,
0.3% and 0.5% with control samples) to determine the modification influence on penetration and also on the
softening character of bitumen.

Super pave binder tests were established to address the contribution of asphalt binder to rutting, low tempera-
ture cracking and fatigue cracking (AASHTO M320). Modified samples were prepared with zycotherm at 3 dif-
ferent percentages (0.1%, 0.3% and 0.5%) and tested with super pave binder tests such as RTFOT, PAVT,
DSRT, and BBRT as follows:

Table 3. Physical properties of original bitumen used.

Tests Units Test methods 50/70 bitumen grade Specification
Penetration 0.1 mm TS EN 1426 61.0 50-70
Softening point °C TS EN 1427 50.4 46 - 54
Frass (max) °C TS EN 12593 -12 -8
Flash point test (min) °C TS EN ISO 2592 332 230
Specific gravity (dzsss) glem® TS EN 15326+A1 1.021
Thin film heating loss (mass change) max % TS EN 12607-2 0.3 0.5
RTFOT (thin film oven test on the move) max % TS EN 12607-1 0.5
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2.5.1. Marshall Test

It is conducted to determine the optimum bitumen content for both aggregate types and also to determine the
strength and flow parameter change with the addition of zycotherm with both of the addition system. Optimum
bitumen content is determined with preparing 3 sets of HMA samples prepared at 3.5%, 4%, 4.5%, 5% and 5.5%
bitumen content and compacting samples with 75 blow with standard hammer. The optimum content is deter-
mined at 4% air void. For limestone, the optimum content is found to be 4.67% and for basalt is 5.03%.

2.5.2. Indirect Tensile Strength Test
It is used for determining the structural properties of a bituminous mixture. It is also aimed to evaluate the
moisture susceptibility of bituminous mixtures, and this can be shown with the reduction in the loss of indirect
tensile strength after conditioning samples in water at 60°C.

Indirect tensile strength is calculated with this formula [11]:

St = 2P/mdt @

whereas St: is the indirect tensile strength, P: is the maximum applied load, d: is the specimen diameter, t: is the
specimen height.

The test is performed by preparing the marshal samples of 100 mm diameter and 63.5 mm height, at optimum
bitumen content and compacting each side of the specimen with (50 blows for limestone and 60 blows for basalt)
to get an air void content of 7% + 1%.

2.5.3. Retained Stability Index

It is performed by preparing the standard marshal samples (of 100 mm diameter and 63.5 mm height) at opti-
mum bitumen content by applying 75 blows on each side for both limestone and basalt aggregates. Two speci-
mens are selected as a control and tested without moisture conditioning and the two more are selected to be con-
ditioned by keeping them in water bath maintained at 60°C for 24 hours. The marshal stability and flow of com-
pacted specimens is determined after conditioning them with standard marshal testing machine. The retained
stability is expressed as the stability after conditioning samples in water maintained at 60°C for 24 hours divided
by the stability under standard conditions multiplied by 100 according to [11] and [12].

2.5.4. Stripping Value of Aggregate
1S:6241-1971 states that the stripping value of aggregate is the ratio of uncovered area observed visually to the
total area of aggregates, it is expressed as percent.

Control sample and samples with 0.1% zycotherm were added to bitumen prepared with both type of aggre-
gates (limestone and basalt). It is observed that the addition of zycotherm greatly influence the stripping resis-
tance of both aggregate types in comparison to control samples.

3. Result and Discussion

In this paper, rolling thin film oven test, dynamic shear rheometer, bending beam rheometer, pressure aging
vessel, penetration test and boiling test were performed on original samples of bitumen binders (samples without
zycotherm) and samples contain (0.1%, 0.3% and 0.5%) zycotherm. The results for penetration and softening
points are presented in this section.

3.1. Penetration Test Results

0% =61.0 mm
0.1% =55.2 mm
0.3% =54.35 mm
0.5% =53.2 mm

3.2. Softening Point Test Results

0% =47.8°C
0.1% =48°C
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0.3% =51.6°C

0.5% =52.3°C

As it can be seen from the above results of penetration and softening point that there is no great change between
the original and modified binder with zycotherm at different percentages. All the values meet the requirements
specified by (kgm-ankara-2012).

For the results of other tests DSR and BBR, it is observed that G'/sind, G sind, stiffness and m-value are in-
creased for all zycotherm modified bitumen binders and at 0.5% zycotherm addition all these values give the
highest values as shown below in Table 4 and Table 5.

It is obvious from the above results that the performance grading is not affected significantly with the addition
of zycotherm at different percentages While the increase in analogous G/sind means an increase in resistance to
rutting or permanent deformation. An increase in G~ sind value gives an indication of the improvement from re-
sistance to fatigue cracking (as stated by Superpave asphalt specification). Since an improvement in stiffness and
m-value exists, this improvement at 0.5% is the highest so it can be said that the low temperature cracking also will
be controlled.

3.3. Indirect Tensile Strength Test Results

As the first trial, the control samples were prepared for both aggregate types and tested. These samples con-
tained 0.1%, 0.3% and 0.5% by weight of bitumen and 1%, 3% and 5% by weight of aggregate.

Table 4. Detail of (RTFOT, DSR, PAV and BBR) of original asphalt binder.

ASPHALT BINDER TESTS

SAMPLE ID: IZMIT B50/70
TEST METHOD TEST RESULTS SPECIFICATION
(RTFOT) ROLLING THIN FILM AGED ASPHALT BINDER, TS EN 12607-1
MASS CHANGE % —0.08 <1.00%

(DSR) DYNAMIC SHEAR RHEOMETER TS EN 14770, AASHTO T 315

TEST TEMPERATURE ’C G’, kPa PHASE ANGLES’, G” sin&, kPa
64 2.3197 86.83 2.3232 >2.2 kpa
70 1.021 87.82 1.0218

(PAV) PRESSURE AGING VESSEL AND (RTFOT) AGED ASPHALT BINDER, TS EN 14769, AASHTO R28

(DSR) DYNAMIC SHEAR RHEOMETER TS EN 14770, AASHTO T 315

TEST TEMPERATURE ’C G’, kPa PHASE ANGLES’, G’ sin&, kPa
28 5.5 54.22 4462.3 <5000 kpa
25 8.63 50.74 6685.2

(BBR) BENDING BEAM RHEOMETER TEST, TS EN 14771, ASTM D6648, AASHTO T313

TEST TEMPERATURE 'C

STIFFNESS, MPA 105 <300 MPA
- M-VALUE 0.396 >0.300

STIFFNESS, MPA 243 <300 MPA
e M-VALUE 0.318 >0.300

STIFFNESS , MPA 442 <300 MPA
e M-VALUE 0.256 >0.300




I. Ibrahim, H. N. A. Mehan

Table 5. Detail of (RTFOT, DSR, PAV and BBR) of original asphalt binder +0.3% zycotherm.

ASPHALT BINDER TESTS
SAMPLE ID: IZMIT B50/70+ 0.3% ZYCOTHERM
TEST METHOD TEST RESULTS SPECIFICATION
(RTFOT) ROLLING THIN FILM AGED ASPHALT BINDER, TS EN 12607-1
MASS CHANGE % 0.13 <1.00%
(DSR) DYNAMIC SHEAR RHEOMETER TS EN 14770, AASHTO T 315

TEST TEMPERATURE °C G’, kPa PHASE ANGLEG’, G” sin&, kPa
64 2.573 86.41 2.5779 >2.2kpa
70 1.11 87.48 1.1208

(PAV) PRESSURE AGING VESSEL AND (RTFOT) AGED ASPHALT BINDER, TS EN 14769, AASHTO R28
(DSR) DYNAMIC SHEAR RHEOMETER TS EN 14770, AASHTO T 315

TEST TEMPERATURE 'C G’, kPa PHASE ANGLEZ’, G” sin&, kPa
28 5.09 54.52 4145.3 <5000 kpa
25 7.95 51.15 6194.4

(BBR) BENDING BEAM RHEOMETER TEST, TS EN 14771, ASTM D6648, AASHTO T313
TEST TEMPERATURE 'C

STIFFNESS, MPA 92.3 <300 MPA
- M-VALUE 0.402 >0.300

STIFFNESS, MPA 193 <300 MPA
2 M-VALUE 0.333 >0.300

STIFFNESS, MPA 443 <300 MPA
e M-VALUE 0.264 >0.300

It could be seen from the results that there is an agreement over the increase in tensile strength ratio (TSR) af-
ter modification of mixtures produced with both aggregate types and with both modification systems (either di-
rectly applying to aggregate or adding to bitumen). In addition, it could be observed that the behaviour of dif-
ferent aggregates is different with both systems.

Tensile strength ratio (TSR) for mixtures made with limestone aggregate with the addition of (0.1%, 0.3%,
0.5%, 1%, 3% and 5%) zycotherm and zycotherm dilution is (84.32%, 79.29%, 86.46%, 70.65%, 84.41% and
83.27%) respectively.

The (TSR) for mixtures made with basalt aggregate with the addition of (0.1%, 0.3%, 0.5%, 1%, 3% and 5%)
zycotherm and zycotherm dilution is (99.52%, 100.85%, 91.26%, 87.48%, 90.43% and 88.9%) respectively.

3.4. Retained Stability Index

In order to determine the marshal properties and retained stability index property of samples produced with zy-
cotherm and zycotherm dilution, four samples from each zycotherm percentage with control samples for both
types of aggregates were prepared. Since zycotherm is chemically changed the surface properties of aggregate,
for which it will change chemically the water loving aggregate surface (hydrophilic property) to a water repel-
lent (hydrophobic property). Thus,, from checking the ratio of conditioned stability to unconditioned stability
(retained stability index) of the samples, it can be inferred that for all samples that contain zycotherm with both
addition system for both limestone and basalt in comparison to control samples is increased.

It is seen that the Limestone retained stability index for control samples was (65.62%), with the addition of
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0.1% zycotherm it is increased to 77.84%. Then, further increase of zycotherm to 0.3% it would be increased to
81.48%, and further increase to 0.5% the retained stability is increased to 95.38%. That means with the addition
of 0.5% zycotherm, the retained stability (which is a measure of moisture resistance of the mixture), is increased
approximately 35%. However, when the modification system is changed and the limestone aggregate is mari-
nated with zycotherm dilution, the retained stability increase changes as for 1% zycotherm dilution and becomes
83.61% and for 3% further increase it becomes 96.31% However, further increasing up to 5%, the retained sta-
bility decreased to 90.79%. As shown in Figure 1. From the results, it is noticed that for limestone aggregate an
agreement over the increase in retained stability index exists with both modification systems. That means the
moisture resistance of asphalt mixtures produced with limestone aggregate modified with zycotherm with both
systems is increased.

For samples made with basalt aggregate, the retained stability index for control samples was (67.57%), with
the addition of 0.1% zycotherm it is increased to 70.67%., Further increase of zycotherm to 0.3%, it would in-
crease the retained stability index to 89.72%, and further increase to 0.5%, the retained stability is decreased to
82.07%.

However, when the modification system is changed and the basalt aggregate is marinated with zycotherm di-
lution, the retained stability increase changes as for 1% zycotherm dilution it would become 97.41% and for 3%
further increase, it becomes 99.75%. However, further increasing up to 5%, the retained stability decreases to
89.93%. It is noticed from the results that for basalt aggregate an agreement over the increase in retained
stability index exists with both modification systems. That means the moisture resistance of asphalt mixtures
produced with basalt aggregate modified with zycotherm with both systems is increased.

4. Conclusions

This study was conducted to determine the optimum amount and potential applicability of zycotherm in asphalt
and asphalt concrete mixtures with two different systems: directly applying to bitumen, diluting and applying to
aggregate in order to address the solution of potential failure problems in flexible pavements. The study is car-
ried out by conducting experimental tests on bitumen and bituminous mixtures. From the test results, it is found
that the zycotherm effect on different types of aggregate and with different modification systems is different:
Limestone modified with zycotherm is added to bitumen at (0%, 0.1%, 0.3% and 0.5%) by weight of bitumen
and TSR and RSI are determined. For both tests at 0.5% zycotherm addition, the highest improvement is ob-
tained. TSR is increased from 71.73% to 86.46% and RSI is increased from 65.62% to 95.38. However, when
the modification system is changed and the Limestone is modified with zycotherm dilution, which is applied to
aggregate at (0%, 1%, 3% and 5%) by weight of aggregate, TSR and RSI are also determined. It is observed that
3% zycotherm addition gave the highest value. TSR is increased from 71.73% to 84.41% and RSI is increased
from 65.62% to 96.31%. When the basalt aggregate is modified with zycotherm and added to bitumen at (0%,
0.1%, 0.3% and 0.5%) by weight of bitumen, the tensile strength ratio and the retained stability index are deter-
mined. For both tests, 0.3% zycotherm addition gave the highest value. TSR is increased from 85.67% to 100.85%
and RSl is increased from 67.57% to 89.72%. However, when the modification system is changed and the basalt
are modified with zycotherm dilution, which is applied to aggregate at (0%, 1%, 3% and 5%) by weight of ag-
gregate, tensile strength ratio and retained stability index are determined. It is inferred that 3% zycotherm addi-
tion gave the highest value. TSR is increased from 85.67% to 90.43% and RSI is increased from 67.57% to
99.75%. From the above test results, it is obtained that the addition of zycotherm causes the tensile strength and

ZYCOTHERM DILUTION CONTENT VERSUS RSI%

150
96.31 90.79
83.61 .
£ 100 65.62
W
0
0%+ 1%+ 3%+ 5%+

ZYCOTHERM DILUTION CONTENT%

Figure 1. RSI of mixtures made with limestone aggregate after zycotherm dilu-

tion added to aggregate.
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stability reduction after conditioning samples to be decreased to minimum.

Zycotherm is effective on basalt aggregate much more than on limestone, because it chemically changes the
surface property of basalt and a hydrophobic nanolayer is produced. All the above findings support that using
zycotherm to a great extent decreases the moisture susceptibility and increases the hot mix asphalt pavement
service life. Asphalt binder performance tests performed on samples contain zycotherm (0%, 0.1%, 0.3% and
0.5%) by weight of bitumen. The test results show that no significant effect on properties of asphalt binder is
produced to change the grade of asphalt. However, the results of DSR and BBR tests show that improvements in
(G'Isind, G” sind , stiffness and m-value) especially after addition of 0.5% zycotherm, greatly increase the resis-
tance to rutting and resistance to fatigue, and low temperature cracking prohibition is obtained.
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