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NEW EXPERIMENTAL APPROACHES TO ANALYSE
THE SUPRAMOLECULAR STRUCTURE
OF REJUVENATED AGED BITUMENS

Abstract. Bitumen aging occurs through volatilization, oxidation and supramolecular assembly variations
involving drastic changes in the structure of the material. Due to the ageing process of bitumen and its corresponding
increase in viscosity, the stiffness of asphalt pavement is increased during its lifetime. Chemically, the relative
content between asphaltenes and maltenes in the bitumen shifts towards a lower maltene fraction. Therefore, addition
of high amounts of Reclaimed Asphalt Pavement (RAP) in asphalt mixtures may negatively affect the quality and
performance of the final mix design. Rejuvenating agents can assist in this process by decreasing the aged bitumen’s
viscosity and restoring its original propertics. An efficient rejuvenating agent favors there organization of the
colloidal structure of the oxidized bitumen, thus recreating a supramolecular structure similar to fresh bitumen. Then,
novel experimental approaches are needed to evaluate the efficiency of rejuvenators as well as the effect such
additives have on aged bitumen propertics. To achieve the aforementioned purpose, two advanced experimental
approaches able to provide detailed information on bitumen microstructure are examined here. The essential
concepts underlying the scattering and NMR techniques will be reviewed and the results of some recent applications
of these methods in the evaluation of the effectiveness of the RAP rejuvenation will be synthetically illustrated.
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Introduction. Many important physical, mechanical, rheological and other characteristics of asphalt
concretes depend considerably on bitumen properties [1-6]. But bituminous materials are easily subject to
oxidative aging during pavement service life, especially in conditions of thermal and / or ultraviolet
radiation [7, 8]. It is well assessed that oxidized bitumen is characterized by reprocessing temperatures
higher than fresh one, because most of the condensed aromatic components and resins, which are respon-
sible for a certain grade of mobility, are converted into highly oxygenated polar and more saturated com-
pounds (asphaltenes and saturates), [9]. Indeed, the depletion of polycyclic aromatic compounds with
amphiphilic activity and acting as supramolecular cage surrounding the polar asphaltenes, may lead to an
increase of average colloidal sizes dispersed in the continuous a polar maltene phase. This phenomenon in
turn gives rise to loss of elasticity and predisposition to material failure. Thus, once removed and proces-
sed, the bituminous layers can be recycled as reclaimed asphalt pavements (RAPs), even though their
reuse is still limited (less than 20% in the mix design) due to their poor bulk mechanical properties
(complex modulus and viscosity), which can cause premature cracking failures. The RAP performances as
asphalt binders may be partially restored towards their original state upon addition of several classes of
compounds called rejuvenators [10-12]. In particular, at least two classes of rejuvenators can be
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distinguished on the basis of the mechanism by which they exert their respective regenerating action,
namely, softening agents (usually called flux oils, lube stock, slurry oils etc.) able to decrease the viscosity
of the aged binder, and real rejuvenators capable to restore the physicochemical properties of bitumen
whose virgin microstructure has been altered by volatilization and oxidative processes [13]. To the former
type belong the rheological rejuvenators (commonly taken from vegetable oil wastes), which should
replenish the volatiles and light chemical fractions that have been lost during aging of asphalts, and
rebalance the asphaltene/maltene ratio typical of fresh bitumen. The latter category comprises novel
rejuvenators related to the general class of surfactants. Indeed, thanks to its capability to lower the inter-
facial energy between two immiscible phases, an amphiphilic molecule can bind on a side the polar phase
and on the other side the a polar one, due to the simultancous presence within its molecular architecture of
both polar and non-polar moieties. The overall result of these simultancous interactions proved to be
effective in the stabilization of clusters of polar molecules dispersed in polar solvents [14, 15].

Therefore, amphiphilic molecules are expected to work similarly well in improving the dispersion of
asphaltene clusters in the maltene phase, and consequently counteracting the aging process and reverting
to rejuvenation eventually [16, 17].

The efficient and targeted use of additives with documented rejuvenating action on RAPs employed
in the road paving industry must be based primarily on a rigorous experimental investigation of their effect
exerted on the colloidal microstructure of bitumen. However, although these additives play an important
role in bitumen recycling methods, their impact on the bitumen supramolecular structure arrangement has
not yet been fully investigated in depth. The purpose of the present contribution is to emphasize the
potentialitics of advanced experimental methods such as scattering techniques and nuclear magnetic
relaxometry, which can be considered promising techniques in the elucidation of the dynamics of the
complex microstructure in bitumen. In fact, unlike the results acquired through the analysis of the mecha-
nical bulk properties, scattering (in particular X-ray scattering) and NMR experiments can probe from
nano- to mesoscale level the effectiveness of a rejuvenator in restoring the microstructure of bitumen
subjected to the drastic action of aging processes [18, 19]. This work underlines that the detailed analysis
of the microstructural dynamics of bitumen, extending the information taken from commonly used
empirical and rapid methods, allows us to better understand the phenomena that occur in such complex
materials, providing new tools for the piloted design of ever-performing rejuvenations.

Experimental methods. Information on how rejuvenators can affect the supramolecular structure
and distribution of aggregates within the bituminous colloidal network and how this may affect the overall
material properties can be achieved from careful analyses of Powder X-Ray Diffraction (PXRD) data and
NMR measurements performed at low magnetic fields ((H-NMR Relaxometry), making these techniques
very powerful methods to carry out structural investigation in such complex systems [18, 20].

Application of X-ray scattering techniques for the analysis of bitumen. X-ray scattering techniques
represent non-destructive analytical methods able to reveal information about the crystallographic
structure, chemical composition, and physical properties of materials and thin films. These techniques are
based on observing the scattered intensity of an X-ray beam hitting a sample as a function of incident and
scattered angle, polarization, and wavelength or energy [21]. The PXRD spectrum provides the nano-
structural information as well as the crystallite parameter of the molecules that are associated with the
asphaltene aggregates [22-24]. For structure investigations on length scales longer than a few nm, Small-
Angle X-ray Scattering (SAXS) is best suitable, whereas in the wide angle range (WAXS) the spectrum
furnishes precious indications about characteristic distances belonging to various atomic and molecular
organizations of different levels of complexity.

Application of Nuclear Magnetic Resonance techniques for the analysis of bitumen. Nuclear Magne-
tic Resonance (NMR) spectroscopy has been recently found to be an efficient and powerful technique for
the characterization of complex materials such as bitumen [25]. One of the advantages of this technique is
the ability to simultancously identify several components of the mixture with the acquisition of a single
high resolution'H-NMR spectrum and, consequently, to evaluate the relative amount of the aliphatic and
aromatic hydrogens portion in the complex system. In particular, dynamics information can be obtained
from 'H spin—spin relaxation time (T>) measurements according to the Carr-Purcell-Meiboom-Gill
(CPMG) pulse sequence (NMR Relaxometry) [26, 27]. Usually the T, varies all over the sample because
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of the sample heterogeneity or surface relaxation differences; then a multi-exponential attenuation of the
NMR spin echo envelope should be observed. The relaxation time probability distribution function can be
obtained by applying an inverse Laplace transform (ILT) to the experimental data [28]. The T relaxation
time distribution can be considered a structural fingerprint of the bitumen in which the changes in
relaxation times reflect the changes that occur in the structure of the colloidal binder. In general, by ILT
NMR relaxometry one can monitor the structural evolution of bitumen when additives (polymers, surfac-
tants and so on) are added, since the relaxation distribution is strongly affected by the supramolecular
organisation present in the colloids. In particular, the powerful ILT method applied to the experimental
NMR echo decay can be exploited to test the effectiveness of the real rejuvenator. Indeed, direct corre-
lation can be made between T, and the rigidity of structures in these materials as well as the molecular
constrain causing dynamic hindrance [29].

Results and discussion. The bulk mechanical properties of bituminous materials such as, ¢.g.,
ductility and rigidity, are empirically determined by the amplitude oscillatory rheometry through the
measurement of the complex modulus G*consisting in its real (elastic modulus G') and imaginary (viscous
modulus G") components [30-33]. However, more sophisticated experimental investigations such as NMR
relaxometry and X-ray scattering are being proposed as emerging methods for the comprehension of the
microscopic/molecular processes undermneath the observed behaviour of a bituminous material subjected to
both physical and chemical treatments. Indeed, the application of low-field NMR spectroscopy has been
used for the determination of physical properties of petroleum fractions [25, 29] and the Inverse Laplace
Transform analysis of the NMR echo signal decay gives the transverse (or spin-spin) relaxation time T
that can be connected to different domains characterized by different rigidities [20]. The chemical
reasoning for this lies on the molecular constrain causing dynamic hindrance and lowering T», an effect
that can be considered quite general and already found also in different systems [34-36]. In bitumen, the
T, relaxation time distribution profile is usually characterized by two distinct peaks.
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Figure 1 - T2 relaxation time distribution functions obtained for pristine bitumen (SA) at 50°C, PAV bitumen (SB) at 70°C,
PAV bitumen + 2 wt% vegetable flux oil (SC)at 60°C and PAV bitumen +2 wt% green rejuvenator (SD) at 60 °C

— 297=——




N E W S of the Academy of Sciences of the Republic of Kazakhstan

The short T> times (around 10 ms) arise from slow tumbling of more rigid supra-molecular aggre-
gates; hence they can be reasonably attributed to the dynamics of asphaltenes. Conversely, long T> times
(around 100 ms) connected to low intra-molecular interactions can be referred to the maltene fraction of
the sample under examination. The T, profiles illustrated in figure 1 provide an example of the application
of the ILT method in the choice of the right rejuvenator through a quick comparison of the T; distributions
for different treatments subjected to the same bituminous matrix. Indeed, one can easily verify that the
addition of a green rejuvenator to the oxidized bitumen (PAV bitumen), has the effect of restoring the
original probability density function compatible with fresh pristine bitumen (compare SA with SD). On
the other hands, the pattern is only partially recovered when a flux oil (a softening agent) is used (compare
SA with SC).

Structural features of the asphaltene clusters self-aggregated in the maltene phase can be also
investigated by the X-ray scattering technique in order to gain new results on the role played by some
additives in the rejuvenation action of bitumen whose colloidal structure has been seriously compromised
by the aging processes. Indeed, the eventual presence of an additive triggers the formation of further
intermolecular interaction in competition with those responsible for this self-assembly, causing a change
of the size and shape of these aggregates. A representative X-Ray scattering spectrum of bitumen together
with the Lorentzian deconvolution reported in figure 2 as a function of scattering vector ¢ = 4w sin 0 / &,
illustrates several important features.
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Figure 2 — Typical Wide AngleX-Ray diffraction pattern of asphalt binder with peak profile analysis

The most prominent band centred at around 1.3 A'gives a characteristic of 4.4-4.7 A, which can be
attributed to the typical intermolecular lateral distance commonly present in disordered fluids. This length
parameter results to be slightly higher than that identified from the band of graphene (lateral distance of
about 3.6 A) and coming from the stacks in the aromatic compounds. However, owing to the coexistence
of aliphatic components in the bitumen it is reasonable to treat this band as an unresolved superposition of
these two contributions. Therefore, deconvolution procedures in terms of bell-shaped curves are necessary
to discriminate all the signals. Besides, an eventual low-intensity reflection in the range 0.3-0.8 A can be
attributed to the occurrence of a supra-molecular aggregation and would be therefore associated to a
repetition distance between one asphaltene local aggregate and its neighbouring one, in accordance with a
model of a complex system with different levels of complexity. Finally, for g<0.3 A the fractal aggre-
gation generated by an ensemble of asphaltene clusters can be examined. In principle, the formation of
self-similar, fractal structures in bituminous materials cannot be excluded. In such case, the interfacial
boundary is not sharp and a scaling law between the mass M (or particle number N) and the enclosed
volume is established, which can provide an indication of how efficiently the particles are packed. The
presence of additives may modify not only the fractal structure but also the intermolecular assembly as
probed by the band centred at 1.3 A™! and the peak around 0.5 A™'.
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Conclusion. The restoring of the aged bitumen structure to the original conditions is a challenging
task due to its complex organization at the supra-molecular scale. It has been emphasized that scattering
techniques and nuclear magnetic relaxometry represent promising methods of investigation that deserve
attention for a deeper analysis of bituminous materials. In fact, they can probe the effectiveness of a
rejuvenator in restoring the bitumen microstructure after the aging process, while the mechanical
properties alone do not allow reaching this degree of microstructural knowledge. In conclusion, we want
to bring to the attention the fact that the detailed analysis of the physics of molecular bitumens allows us
to better understand the phenomena that occur in bitumen, providing new tools for the piloted design of
new rejuvenators with ad-hoc performances.
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KACAPTBUITAH ECKIPTEH BUTYMJAPJABIH MOJIEKYJIAJIBIK
KYPBUIBIMBIH TAJTTAYFA APHAJITAH 7 KAHA TOKIPUBEJIIK TOCLIJAEP

AnHOTAIMsI. BUTYMHBIH eCKipyl MaTepHan KypbUIBIMBIHAAFBI 63r¢piCTepMEH OaHIaHBICTHI OOIATHIH OyIIaHy,
TOTBIFY >KOHE MOJICKYJIANBIK KOCBLIBICTAPAAFBI ©3TCPICTEPAIH HOTIKECIHAC OPBIH aJaabl. BUTYMHBIH ecKipy yAepi-
CiHE KOHC OHBIH TYTKBIPJIBIFBIHBIH APTYbIHA OAHIAHBICTHI ac(haabTOCTOH KAMBLIFBICHIHBIH KATTBHUIBIFBI MAHIaNaHy
KE31HAE apTa Tyceal. XUMILIIBIK TYPFBIIAH TYCIHAIPTeHaAe, OMTYMIArsl acaiabTeHACpP IIEH MAIbTCHICPIIH CalbIC-
TBIPMAJbBI YJIECI MaIbTCHACPAIH TOMEH KYpaMmbIHA Kapai XKpUDKuAbl. COHABIKTAH, KalTa KAIIbIHA KENTIpiIreH
acdanst xaMbeuFBICHH (KAXK) acamst KocnmamapsiHa kel Memepae Kocy acanrbTOCTOH sKaMbLUIFBICBIHBIH, CHITAT-
TaMaChIHA TEPIC dCEp €Tyl MyMKiH. JKacapTKpII peareHTTEp €CKIpreH OUTYMHBIH TYTKBIPIBIFBIH A3aHTy sKOHE OHbIH
6acTanKpl KACHETTEPiH KANIbIHA KEATYPi apKbIIBI OCHI YACPICTI KAKCAPTYHI MYMKIH. THIM/I 5KaCapTKBII pearcHT
TOTBHIKKAH OMTYMHBIH KOJUIOMATI KYPBUIBIMBIHBIH YHBIMIACY bIHA KOJIAWIIBI JKAFAAH TYFBI3BIN, >KAaHAIAH JAHBIHIATFAH
OUTYMHBIH MOJICKYJIATBl KYPBUTBIMBIH KAJIMbiHA Kearipeai. OmaH 0acka, skKaHA TOKIPHOCTIK TOCUTAC) ’KAaCapTKbIMI
pearcHTTEPAIH THIMAIINIrTI MEH MYHJAH KOCHAIAPAbIH €CKIPreH OWTYMHBIH KACHETTEPiHE BIKIANBIH Oarajay YIUiH
KaxeT. JKorapplaa atamFaH MAakcaTTapFa KOJ JKETKi3y YIOIH, OChI MAKajana OMTYMHBIH MHKPOKYPBLIBIMBI TYPAIIbl
TOIIBIK aKMapaT OCPEeTiH HEFYPIbIM TEPCICKTUBAIBIK TACinaep Kapactsippuiagsl. Ceiiny sxone SIMP omictepinig
HeTi31 00sFaH 0acThI TYKBIPBIMIAMAIAp KapacTeIpslaaapl, coHnaii-ak KAXK sxacapTy aplH THIMILTIrIH OaFanay1a OChl
SmiCTEpl CHHTETHKAIBIK MAHAATaHy HOTHKEJICP! KOPCETII.

Tyiiin ce3mep: >KacapTKbII pearcHTTEp, OMTYM, ecKipy, cediny, peHTreH aubpakumicsl (¥P/I), saposik-
MATHHTTIK pe3oHaHC (SIMP), pemakcoMeTpus.
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HOBBIE 39KCHNEPUMEHTAJBHBIE HOAXOAbI K AHAJIN3Y
HAIMOJIEKYJAPHOU CTPYKTYPbI OMOJOXKEHHBIX COCTAPEHHBIX BUTYMOB

Annotammsi. CtapeHue OMUTYMa HMPOMCXOJUT W3-32 BBITAPHBAHWSA, OKHUCJICHHS M W3MCHCHUI B HAIMOJCKY-
JUIPHBIX COCAMHCHUSAX, CBA3aHHBIX CO 3HAUMTCIbHBIMH H3MCHCHHAMH B CTPYKTYPE Marepuana. B CcBs3u ¢ mpoueccoM
cTapeHus ONTYMa M COOTBETCTBYIOMICTO YBEIIUCHHUS €T0 BA3KOCTH, YKECTKOCTh ac(harbTOOCTOHHOTO MOKPBITHA YBE-
JIYMBACTCS BO BPEMSI IKCIUIyaralui. B XHMHIECKOM CMBICIIE OTHOCHTEIBLHOE COACPKAaHIE MEKay ac(albTeHAMHA U
MaabTCHAMH B OMTYME CABHIacTCd B CTOPOHY O0J€€ HH3KOIO COJACPKaHUA MaibTeHOB. IlosToMy noOaBicHHE
60IPIIOTO KOMYECTBA PETCHEPHUPOBAHHOTO ac(hanpToBoro mokpsTsa (PAIT) B acdansTroBbie cMECH MOXKET OTPHIIA-
TCJILHO IOBIHATh HAa KAYESCTBO M XAPAKTEPUCTHUKHM OKOHYATCIBHOIO COCTaBa CMECH. OMOIAKHMBAIOIIME PEarcHThI
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MOTYT IIOCTIOCOOCTBOBATH YIYyHULICHHIO JAHHOTO MPOLECCA IMyTEM YMCHBIICHHS BS3KOCTH COCTAPCHHOTO OHMTYMa M
BOCCTAHOBIICHHUSI €TI0 IICPBOHAYAIBHBIX CBOUCTB. O(P(EKTHUBHBIH OMONHKHUBAIOIIUA pPEarcHT ONArONPHATCTBYET
OpTraHW3alUK KOJUIOMIHOH CTPYKTYPHI OKHCICHHOTO OHTYMa, TEM CaMbIM BOCCTAHABIMBAS HAIMOJCKYJLIPHYIO
CTPYKTYPY CBEKCIPHTOTOBJICHHOTO OUTYMA. 3aT€M, HOBBIC 3KCIIEPUMEHTAJIBHBIC ITOIXO0/I6I HCOOXOIUMBI A1 OLICHKH
3((CKTHBHOCTH OMOJAKUBAOIIUX PCATCHTOB, a4 TAKKEC KAKOC BIMSHHUC OKA3BIBAIOT TAKWC AOOABKH HA CBOHUCTBA
COCTapCeHHOTO OmTyMa. UTOOBI JOCTHYB BBINICYKA3AHHOH ICITH, B JAHHOH CTATHE PACCMATPHBAIOTCS ABA HAHOO0JCC
TIEPCIIEKTUBHBIX MOX0/a, CIOCOOHBIC MPEAOCTABUTh MOJPOOHYI0 HHPOPMALMIO 0 MHKPOCTPYKTYpe Outyma. byayr
PacCMOTPEHBI OCHOBOIIOJIATAFOIIIE KOHICTIINH, JIC;KAINE B OCHOBE METOAMK paccemBanus u SIMP, a raxxke OyayT
MIPOMJLTIOCTPHPOBAHBI PE3YIbTATHl HEKOTOPHIX HEJABHHX CHHTCTHUCCKHX IPUMCHEHHIH 3THX METOJOB B OIICHKC
s¢dexTuBHOCTH OMO T KHBaHAA PAIL

KioueBnbie cioBa: OMONQKUBAIOIIIE PEATCHTHI, OUTYM, CTAPCHHE, PACCEHBAHUE, PEHTTCHOBCKA TU(PpaKims
(ITP ), ssmepHo-MarHuTHBIN pe3oHaHc (AMP), perakcomMeTpus.
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