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ABSTRACT: Extending the service life of light-weight composite materials used in structural applications has drawn extensive
research interests in recent years. One promising solution is the incorporation of self-healing polymers as the matrix component to
enable the intrinsic repair of structural damage, thus allowing the composite structure to maintain its mechanical performance and
expand its useful life. One of the primary failure mechanisms in composites is interfacial failure, and this research seeks to develop a
methodology that enables reformation of covalent crosslinks at the interface to recover material strength. The approach developed
here focuses on the evaluation of interfacial shear strength (IFSS) of a composite material system consisting of a self-healing matrix
formed by bisphenol-F diglycidyl ether mixed with 4-aminophenyl disulfide (4-AFD) and fiberglass. Interfacial damage is repaired
through thermal stimulus that cleaves the dynamic covalent disulfide bonds in the 4-AFD constituent of the matrix followed by bond
reformation to return material strength. The extent of interfacial healing was characterized through repeated microdroplet testing
and was measured to be 61.7 and 39.7% for once- and twice-healed microdroplets, respectively, thus demonstrating the potential of
the chosen composite system to not only exhibit matrix healing, as reported in most studies, on self-healing composites but also at
the fiber−matrix interface. The surface chemistry of the glass fibers was modified through silane coupling agents 3-
(glycidoxypropyl)trimethoxysilane and bis(triethoxysilylpropyl)tetrasulfide (Si-69) functionalization, and their subsequent effects
on the IFSS and healing efficiency of the fiber−matrix system were investigated. The Si-69-functionalized fiberglass exhibited an
enhancement in IFSS of 31.5% due to the improved fiber−matrix chemical interactions because of the increase in surface functional
group concentrations. Therefore, this work demonstrates the interfacial healing potential of 4-AFD-based polymer matrices when
incorporated in glass fiber composites and highlights the promising effects of surface functionalization for simultaneously improving
IFSS and maintaining interfacial healing efficiency.
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1. INTRODUCTION
Fiber−matrix debonding is a common failure mode in
composite materials which involves separation of the matrix
and reinforcement due to weak interactions between them.1 In
order to circumvent such issues, many research efforts have
focused on reinforcing the fiber−matrix interface using various
techniques, including but not limited to chemical treatments,2

whiskerization,3 and interphase design.4 However, these
techniques typically suffer from one or a number of
shortcomings, such as reduced fiber volume fraction, reduced
wetting, increased cost, manufacturing complexity, and
degradation of the fiber. Additionally, while these methods

can reduce the risk of interfacial failure, they are typically
rendered ineffective following fiber−matrix debonding as
permanent interfacial damage is considered to be irreversible.
In contrast, structural damage within the matrix phase has been
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shown to be repairable through the use of self-healing
polymers that are able to maintain their mechanical properties
after multiple damage events.5−7 Such damage repair
mechanisms have been shown capable of healing matrix
cracking and delamination in composite materials, yet their use
to heal fiber−matrix interfacial failure is to be adequately
explored.
Self-healing composites are generally classified into two

categories depending on their healing mechanism: extrinsic
and intrinsic healing.8 In the case of extrinsic healing, damage
repair is achieved using either microcapsules9−17 or micro-
vessels18−23 that deliver the healing agent to the site of
damage, which then reacts with the matrix phase to repair
microcracks. For instance, the works by Toohey et al.,24

Ghazali et al.,25 and Trask et al.26 have proved the effectiveness
of these systems in recovering fracture toughness but have also
exposed the major limitation of the extrinsic approach, that is,
the significant dependence of the healing efficiency on the
morphology of the interlaminar damage. Intrinsic healing is
achieved in composite materials using a polymer matrix that
contains dynamic or reversible crosslinks which can reform
across a crack. This can be achieved using a thermoplastic
polymer that has shape memory properties such that the
material can use diffusion to heal, typically under heat27−35 or
by relying on dynamic bonds within the thermoset polymer
molecules that can be broken and reformed through specific
chemical reactions.36−39 Many investigations on thermoplastic
polymers have employed poly(ethylene-co-methacylic acid)
adhesive strips between the central layers of the laminates and
presented very high healing efficiencies.40−43 However, as
reported by Wang et al.,44 the improvement in fracture
toughness was matched by a reduction in the shear properties
of the laminate. Such challenges can be overcome through the
use of thermoset polymers, and one widely studied self-healing
polymer is an epoxy resin consisting of bisphenol-A diglycidyl
ether (DGEBA) and 4-aminophenyl disulfide (4-AFD), which
contains reversible disulfide bonds in the crosslinks formed by
the 4-AFD molecules that connect the long polymer chains of
DGEBA.
When introduced in large polymeric chains, the disulfide

bond in 4-AFD forms an associative covalent adaptive network
that provides the basis for self-healing.38 As presented by
Matxain et al.,45 the healing mechanism is a result of a
metathesis reaction between 4-AFD molecules mediated by
radicals. More specifically, each reaction involves sulfenyl
radicals, consisting of 4-AFD molecules split at the disulfide
bond in two symmetrical halves, that are generated during the
mechanical fracture of the polymer. Two sulfenyl radicals then
approach a full disulfide molecule and attack the sulfur−sulfur
bond to form two new disulfide bonds, ultimately converting
two disconnected radicals into one new 4-AFD molecule. On
its own, the healing reaction occurs at room temperature;
however, when introduced in an epoxy, the disulfide reactions
are frozen due to the higher glass transition temperature (Tg)
of the resin, meaning that the healing is activated via thermal
stimulus.37,46 In addition, this dynamic behavior beyond Tg
increases polymer chain movement, which determines a slow
decrease in viscosity with increasing temperature, typical of
vitrimer materials, and allows for the polymer’s recycling both
as a neat resin and as a matrix in composite materials.47 de
Luzuriaga et al.46 did demonstrate that DGEBA/4-AFD matrix
composite specimens could recover up to 100% of their
original interlaminar shear strength (ILSS) by subjecting

specimens to ILSS testing before and after healing cycles.
However, the use of multilayered laminates, in which both
intralaminar and interlaminar damage can be repaired
simultaneously, may have concealed important details about
the location and mechanism of the composite’s healing
process. Thus, despite numerous studies demonstrating the
repair of matrix cracking in composite materials through the
use of self-healing polymers, it remains unclear if healing takes
place at the fiber−matrix interface, within the matrix phase, or
both. Given that fiber−matrix debonding is a common failure
mode in composites, it is of great importance to enable the
healing of interfacial damage such that the mechanical
performance can be improved and the cycle life lengthened.
Therefore, investigating the fiber−matrix debonding mecha-
nisms and the healing efficiency at the interface is a crucial step
to provide further understanding of the potential for self-
healing composites. Unfortunately, only a limited under-
standing of the healing of the fiber−matrix interface can be
drawn from the modest number of studies focusing on the
interface between healing polymers and nonpolymeric
materials. Nonetheless, one study in particular from Xu et
al.48 has presented that a healable coating based on disulfide
chemistry could be implemented on the metal surface and
maintain its healing efficiency as a thin coating.
The interfacial properties of composite materials are

typically characterized using single fibers through micro-
droplet, pullout, pushout, or segmentation. These methods
allow for the quantification of the amount of stress necessary to
induce fiber−matrix debonding, known as interfacial shear
strength (IFSS), along with the composite’s debonding
response under continuous loading. Single fiber microdroplet
testing was first introduced by Miller et al.,49 and it involves
applying microdroplets of resin to a single filament and
subsequent loading of the droplet−fiber interface up until
debonding is achieved.50−56 Microdroplet testing is unique
since unlike pushout or pullout, where the fiber is permanently
removed from the polymer matrix, or segmentation testing
where the fibers suffer tensile failure, microdroplet testing
simply induces the sliding of the resin along the fiber. This
allows for direct and repeated comparison of interfacial damage
and a more accurate assessment of interfacial self-healing
efficiency as shown by Peterson et al.55 In their work, the
healing efficiency of the IFSS between a thermosetting resin
droplet and a fiber that was previously treated with the same
polymer was investigated. Peterson et al. showed that the fiber
could be coated with the self-healing polymer and the fiber−
matrix bond could be repaired by linking the droplet to the
polymer on the fiber surface. The healing efficiency of the
droplet was measured as a function of Tg, and it was shown to
achieve more than 40% efficiency although a Tg of 30 °C or
lower was necessary. This low Tg greatly limits the service
temperature and application as a structural material.
In this fiber−matrix, interface healing is studied through

microdroplet testing of bisphenol-F diglycidyl ether (DGEBF)
and 4-AFD epoxy matrix composites with fiberglass reinforce-
ment. In addition, the effect of surface chemistry on IFSS and
healing efficiency is evaluated by employing two different fiber
surface functionalization treatments. Finally, greater under-
standing of the interfacial healing mechanism is obtained using
scanning electron microscopy (SEM) imaging of the droplets
following failure.
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2. METHODS
2.1. Materials. Fibers drawn out of an e-glass fabric (Saertex 1200

g/m2 stitched triaxial fiberglass, FiberGLAST) were subjected to two
different surface functionalization treatments in order to evaluate the
effect of surface chemistry on IFSS and interfacial healing efficiency.
All fibers were cleaned in successive acetone and ethanol baths,
followed by drying at 80 °C for 120 min in a vacuum oven. Post
cleaning, a set of fiberglass was left untreated, while two other sets of
fibers were functionalized using 3-(glycidoxypropyl)trimethoxysilane
(GLYMO) and bis(triethoxysilylpropyl)tetrasulfide (Si-69) coupling
agents, as shown in Figure 1. The first set of fibers were transferred to
a 2 wt % GLYMO volumetric solution of 3:1 ethanol and distilled
water that was continuously stirred for 24 h at 120 °C on a heated
plate. Concurrently, the second set of fibers were treated in 2 wt % Si-
69 dimethyl sulfoxide solution (99.7%, BioReagents, Fisher Scientific)
that was heated to 180 °C and continuously stirred for 24 h.
The principal objective of the chosen coupling agents was to assess

if surface treatments could improve the measured IFSS without
hindering or completely eliminating the polymer’s healing efficiency.
However, the Si-69 coupling agent was chosen to also evaluate if the
sulfur bonds present in the polymer would offer additional sites for
the healing of the disulfides in 4-AFD, while GLYMO constituted a
set of reference values to compare how the additional sulfur bonds
would affect interfacial debonding and healing.
Both functionalized and pristine fibers were laid across Teflon

frames (Figure 2) such that microdroplets could be placed in their
middle portion. The self-healing resin was prepared as described by
Azcune and Odriozola,37 yet DGEBA was replaced by DGEBF
(100%, EPON 862, Hexion) as the choice of prepolymer prior to
mixing with 4-AFD (98.0%, TCl America, Fisher Scientific) hardener,
as shown in Figure 1. This modification is neither expected to affect
the interfacial properties nor the healing mechanism evaluated in this
research as both DGEBA and DGEBF exhibit similar functional
groups, while the healing mechanism is primarily reliant on the 4-AFD
molecule. However, the lower viscosity of DGEBF allows for easier
processing and thus improves microdroplet placement on the fiber.
To maintain the same ratios of the active hydroxide groups between
the prepolymer and the hardener (calculated as 20% more than the
stoichiometric ratio) and account for the difference in the molar mass

of the two prepolymers, the ratio by weight of the prepolymer to the
hardener was changed from 100:42.3 to 100:49.1. After proper
mixing, the resin was kept at a temperature of 60 °C, to maintain a
low viscosity, and laid on the fibers using tweezers, as suggested by
Mcdonough et al.57 The constant temperature and application
methodology, along with optical inspections of the droplets, ensured
that only microdroplets with a consistent elliptical shape were tested.
These specimens were cured at 120 °C for 120 min and postcured at
150 °C for another 120 min. Finally, sandpaper tabs were attached to
one end of the fiber using fast-curing epoxy (EA 9430 adhesive,
Loctite) to allow for adequate gripping during interfacial testing. Post
testing, interfacial healing was activated by subjecting the micro-
droplets to a thermal cycle at 200 °C for 10 min.

2.2. Chemical and Optical Characterization of the Materials.
Fiberglass surface functionalization was studied through Fourier
transform infrared (FTIR) spectroscopy using a Nicolet iS50
spectrometer (Thermo Scientific) with diamond attenuated total

Figure 1. 2D molecular diagrams of (a) Si-69, (b) GLYMO silane coupling agents, (c) 4-AFD, and (d) DGEBF.

Figure 2. Teflon frame apparatus used for the preparation of
microdroplets.
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reflectance. In addition, microdroplet imaging was performed at
various steps during the IFSS evaluation process using a Nikon series
AZ100 optical microscope. Images of the intact microdroplets were
compared to those taken following testing to confirm that failure
occurred along the interface as well as for their suitability for healing
and subsequent IFSS testing. Optical microscopy was also used to
evaluate the length of the droplet−fiber interface which is necessary
for IFSS calculations (Figure 3). SEM analysis was carried out on the
surface of the tested fibers to qualitatively assess resin distribution on
the fiber after droplet interfacial failure. Finally, differential scanning
calorimetry (DSC) analysis was performed using a Q2000 calorimeter
(TA Instruments) on fragments of polymer droplets to evaluate the
epoxy’s Tg.
2.3. Microdroplet Test.Microdroplet testing was carried out on a

5982 series Instron load frame equipped with a 5 N load cell
according to ASTM standard STP1173.58 The fibers were gripped at
one end using an alligator clip such that the microdroplets were in
place between razor blades, as shown in Figure 4. Depending on the

diameter of the microdroplet, the distance between the two razor
blades was adjusted using a micrometer to ensure contact. As reported
by Eichhorn et al.,59 this testing approach suffers from a large
statistical variation in results, which deems the obtained IFSS values
unsuitable for comparisons with other investigation that demonstrate
improvements in material properties. However, the objective of this
investigation is to compare interfacial properties prior and post
healing; therefore, greater emphasis was placed on comparing the %
change in IFSS after each healing cycle. In conclusion, the scatter in
IFSS is not expected to play such a dominant role in the outcomes of
this investigation, even though it must be noted that new difficulties
originating from testing the same droplets multiple times do arise.

Inherently to microdroplet testing, load−displacement plots
obtained from the experiments may indicate different forms of
interfacial mechanisms and failure modes which are further discussed
in Supporting Section A. Nonetheless, a maximum load (Fmax) can
generally be identified along with the axial length of the droplet (l)
and the diameter of the fiber (d) to calculate the IFSS (τs), following
eq 1.

τ
π

=
F
d l( )s
max

(1)

As observed in Figure 3 and presented in detail by Miller et al.,53

the epoxy droplets do not have a perfectly round shape due to the
adhesive tension with the fiber. Hence, l was determined to be the
distance between the first and last contact points of the droplet−fiber
interface. Due to the unavoidable droplet damage during testing, the
contact length between the droplet and the fiber was found to change
after every test, and therefore, it had to be remeasured prior to
retesting. Therefore, the procedure of the experiment consisted in
measuring the size of the microdroplets before testing the specimens
in the apparatus shown and then healing the same microdroplets
through the thermal stimulus. The microdroplets were then subjected
to mechanical testing, and finally, the first interfacial healing efficiency
was calculated using eq 2 provided by Peterson et al.55 These steps
would then be repeated to determine the second healing efficiency of
the microdroplets.

= ×Healing efficiency (%)
IFSS

IFSS
100repaired

virgin (2)

3. RESULTS AND DISCUSSION
3.1. FTIR Analysis. The effect of functionalization

treatments on the chemical structure can be assessed using
FTIR spectroscopy. As determined in the fiberglass spectra
shown in Figure 5a and the corresponding detailed views,
multiple peaks corresponding to various functional groups in
the coupling agents can be detected. A more detailed analysis
of these absorption peaks is presented below and is supported
by additional data from previous work reported by Jung et
al.60,61 Compared to the spectrum of the control group,
GLYMO- and Si-69-functionalized fibers present three
common characteristic peaks that can be attributed to the

Figure 3. Visual analysis of the mechanical testing and repair of the polymer droplet: (a) Pretesting droplet, (b) post first mechanical test, (c) post
second mechanical test, and (d) post third mechanical test (Si-69 fiber). The images show the process used for defining reference points on the
fiber related to droplet motion, in addition to the effect of healing cycles [taken place before images (c,d)] on the droplet color.

Figure 4. Microdroplet testing device held in place by a screw and
bolt that link the apparatus to the Instron frame.
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Figure 5. (a) FTIR spectra of pristine fiber and GLYMO-functionalized and Si-69-functionalized fiberglass, along with (b−d) detailed views at
various relevant wave number ranges.

Figure 6. (a) Mean IFSS and corresponding standard deviation for all three sets of single fiberglass reinforced composites and (b) representative
load−displacement curve obtained during the microdroplet testing of a single Si-69-functionalized fiberglass specimen, both indicating a decrease in
IFSS with successive healing for all fibers.
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coupling agents: the stretching of Si−O−C and Si−O at 1017
and 1100 cm−1 and the stretching of methylene groups at 2875
cm−1. The presence of these additional functional groups
determines a higher concentration of reactive sites to which the
epoxy polymer chains may react during the curing process.
Additionally, Si-69-functionalized fibers display a peak at 1300
cm−1 that is attributed to the stretching of S−CH2 (Figure 5c),
which is unique to this coupling agent. Therefore,
identification of the characteristic absorption peaks of the
coupling agents on fiberglass surface through FTIR analysis
confirms successful fiber functionalization processes.
3.2. Discussion of Interfacial Healing Performance.

The results of microdroplet testing data clearly indicate that a
portion of the IFSS is found to be restored, implying that the
fiber−matrix interface heals after being exposed to a thermal
cycle. The direct comparison of the load−displacement curves
(Figure 6b) of the healed and nonrepaired polymer droplets
demonstrate that the healed interface requires a significant load
to break the reformed fiber−matrix bond, while the droplet
that was not subjected to the healing cycle slides freely when a
load greater than the interfacial friction is applied. As observed
in Figure 6a and Table 1, a maximum interfacial healing
efficiency of 61.7% was measured when using reference
fiberglass after the first damage event, outperforming the
GLYMO and Si-69 fiberglass by 14.5 and 7.4% respectively.
Healing of the fiber−matrix interface can be reasoned to be
due to epoxy’s relaxation at high temperatures. Once exposed
to temperatures greater than its Tg of 129 °C, as measured
using DSC analysis (Figure S3), the resin matrix is expected to
relax and expand, causing a compressive stress on the fiber and
filling any inherent microscopic gaps and grooves present on
the fiber surface. Once cooled down, the dynamic disulfide
bonds reform the crosslinks in the epoxy resin, thus reducing

the molecule chains mobility and “freezing” the matrix in a
compressive sheathe around the fiber. These newly formed
anchoring sites can be detected through SEM imaging in the
form of small, fractured portions of the droplets that remain
attached to the fiber surface. The remaining matrix residues
shown in Figure 7b,c is a sign of cohesive failure and constitute
further evidence of a strong fiber−matrix interface both prior
and post healing. In addition, the SEM images display a fiber
surface that is not perfectly smooth, with microscale trenches,
thus supporting the explanation of the matrix relaxation in the
fiber’s grooves. The high degree of healing ability of the fiber−
matrix interface is to be attributed in part to considerations of
the stress relaxation of the 4-AFD based matrix presented in
the material characterization by de Luzuriaga et al.46 In their
thermal evaluation, stress relaxation curves at 200 °C presented
extremely rapid relaxation in the range of tens of seconds, that,
when compared to other resins with the same prepolymer,62

clearly indicate the considerably faster thermal relaxation of the
4-AFD based resin. This rapid change in viscosity of the resin,
along with the compression from the thermal expansion of the
resin, suggests that the matrix was able to adhere to the
microscopic trenches in the glass fiber and form new interfacial
bonds. The bonding in this posthealing fiber−matrix interface
is different from the chemical bonding created during the
curing process, in that it is more a mechanical link based on
frictional forces. Yet, it provides a resistance to shear
comparable to that of the virgin samples.
Following the second fiber−matrix debonding event, a

smaller, yet considerable, fraction of IFSS is found to be
recoverable, as only a maximum interfacial healing of 39.7% is
achieved. The observed decrease in healing efficiencies can be
attributed to the change in droplet shape after their first
mechanical test and healing cycles. As observed in Figure 3,

Table 1. Mean and Standard Deviations of Healing Efficiencies from Figure 8

average 1st healing eff. (%) st. dev. 1st healing eff. (%) average 2nd healing eff. (%) st. dev. 2nd healing eff. (%) # samples for 2nd healing

reference 61.7 17.4 39.6 9.8 8
GLYMO 47.2 16.1 39.7 7.2 5
Si-69 54.3 21.4 31.7 10.3 11

Figure 7. SEM images of a GLYMO fiber and its microdroplet with detailed views of the fractured portions of the droplet. Image (a) presents the
whole fiber surface along with the microdroplet, while (b,c) are close-ups of the two anchor points where the droplet originally formed the fiber−
matrix interface. The resin in (b) represents the anchor point that was established during the curing process and fractured during the first
mechanical test, while that in (c) represents the anchor point formed during the healing process and fractured during the second mechanical test.
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microdroplet testing causes the droplets to experience
substantial damage at their lateral extremities where the
droplet comes in contact with the edges of the razor blades.
Such damage is unavoidable, as microdroplet extremities have
been shown to be weak points and high stress concentration
zones.52 This causes the flattening of the contact area between
the droplet and the blade, transitioning the microdroplet from
an elliptical to a cylindrical shape. Previous work has
numerically and empirically shown that IFSS measurements
when using a spherical microdroplet are significantly smaller
than their elliptical counterparts.52 Additionally, while the
length of the droplets was remeasured after each test, it
remains difficult to correctly assess the new length of the
interface post healing as only the outer surface of the droplet is
visible under a microscope or SEM. Thus, the obtained
measurements represent an upper bound of the contact length,
which may be considerably shorter if portions of the droplets
have been lost during mechanical testing, resulting in
underestimation regarding IFSS and healing efficiency. It
should be noted that the number of samples tested after
second healing is considerably smaller than earlier rounds of
testing and is found to vary between data sets. This is
attributed to the fragile nature of microdroplets, which causes
the majority of droplets to suffer critical fracture, making them
unsuitable for further testing after the first healing and testing
processes. Despite these difficulties, it can be concluded that
the healing mechanism of the interface is different from that
inferred for matrix cracking repair by de Luzuriaga et al.,46 and
fiber−matrix debonding can be repaired with this resin.
3.3. Healing with Fiber Functionalization. When

comparing the IFSS of Si-69- and GLYMO-functionalized
fibers relative to those of reference ones (Figure 6),
considerable improvement in interfacial properties is observed
for Si-69 treated fibers, irrespective of the healing cycle.
Specifically, as presented in Table 2, virgin, once-healed, and

twice-healed Si-69-functionalized fibers were found to exhibit
31.5, 11.9, and 10.9% increase in IFSS relative to the reference
fiber at similar healing cycles, respectively. Increments in IFSS
after fiber functionalization have been shown in various
works2,63,64 and can be directly attributed to the increase in
fiber surface reactivity. The functional groups introduced by
the coupling agents improve the chemical interaction between
the fiber and the resin, enhancing fiber−matrix bonding and
increasing IFSS. Additionally, the superior performance of Si-
69 functionalization relative to the GLYMO one can be
attributed to its larger number of functional groups, which
provide a higher concentration of bonding sites for the resin
and yield better adhesion between the fiber and the matrix,
thus reducing slipping during mechanical loading.
A comparison of the healing efficiencies (Figure 8) shows

that the functionalized fibers presented similar, if not slightly
underperforming results with respect to the reference fibers,
with a maximum reduction of 14.5% in once-healed GLYMO-
treated fibers. The same GLYMO samples later showed an

average healing efficiency 0.1% higher than the reference
samples, which illustrates the inconsistency in the extent of
healing of the fiber−matrix interface, caused by the
experimental difficulties inherent to microdroplet testing
presented in the previous section. In general, it can still be
inferred that treating the fiber with silane coupling agents will
not eliminate the healing ability of the fiber−matrix
combination, and fiber functionalization is a suitable method
to improve IFSS without greatly affecting the healing
efficiency. Nonetheless, the functionalization through Si-69
did not appear to promote the formation of dynamic disulfide
bonds between the fiber and the matrix since there was no
improvement in the healing efficiency of the droplets. This is
most likely caused by the far too different molecular structures
around the coupling agent’s and the resin’s sulfur bonds that
do not allow the bonding between sulfurs from the two
polymeric structures after cleavage. Future studies may involve
treating the fibers with various other coupling agents to assess
their compromise between IFSS and healing efficiency.

4. CONCLUSIONS AND FUTURE IMPROVEMENTS
The results presented in this work demonstrate that the healing
properties of the DGEBF mixed with 4-AFD epoxy resin can
be exploited to repair the fiber−matrix interface of composite
materials through a healing mechanism based on the matrix
relaxation at Tg and the fiberglass’ surface imperfections. As
shown through microdroplet testing, the IFSS of once- and
twice-healed specimens can be restored to a maximum average
of 61.7 and 39.7%, respectively, through mechanical rebonding
of the fiber−matrix interface. Additionally, it was determined
that Si-69-functionalized fibers presented maximum improve-
ments of 31.5, 11.9, and 10.9% in the virgin, once-healed, and
twice-healed IFSS, respectively, with minor influences on the
measured healing efficiencies, thus proving that enhancements
to interfacial bonding can be obtained while sustaining the
healing efficiency ability of the fiber−matrix interface. None-
theless, the introduced sulfur bonds on the Si-69-function-
alized fiber surface were determined to yield no improvement
in the interfacial healing efficiency due to the absence of
reformed disulfide bonds between Si-69 and the matrix. In
conclusion, these results deepen the understanding and
application of this healing resin, which was limited to
evaluations of matrix microcracking, and demonstrate the
polymer’s ability to repair fiber−matrix debondingtherefore
improving the performance of composite materials and
reducing their failure risks.
Future works could involve a series of approaches to

improve the composite’s IFSS while maintaining the healing
efficiency. Since the composite system consists of a common e-
glass fiber and a less common resin, it is still categorized as a
thermosetting epoxy. Several surface treatments that have been
shown to improve IFSS in similar composites, which include
filling multiwall carbon nanotubes in the interfacial region,65

grafting zinc oxide nanowires on the surface of the fiber,66 and
doping the matrix phase with polystyrene nanofibers to
improve adhesion to the fibers,67 could be employed.
Improving the interfacial healing efficiency is instead a more
challenging task due to the little research that has been
performed on the subject. Most of the studies on healing
matrices focus on the repair of interlaminar mechanical
properties, such as delamination, and thus do not offer
inspiration on how to enhance the restoring ability of the
matrix with regards to IFSS. However, it was shown by

Table 2. Percentage Changes in IFSS with Respect to the
Reference Fibers

GLYMO (%) Si-69 (%)

increment of IFSS in virgin samples 4.8 31.5
increment of IFSS in once-healed samples −22.0 11.9
increment of IFSS in twice-healed samples 3.0 10.9
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Peterson et al.55 that previously coating the fibers with the
thermoplastic matrix later employed to manufacture the
microdroplets offered a high healing efficiency at the expense
of the service temperature of the composite. Thus, the fiber
treatment with the 4-AFD based epoxy resin is an approach
that could be employed in the future to attempt further
improvement of the IFSS healing efficiency.
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