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Abstract
Composite materials are ideal candidates for structural applications due to high specific stiffness and
strength and their excellent fatigue resistance. However, there are still concerns regarding their
fracture toughness performance. In this paper, an epoxy based system has been synthetized containing
D-A adducts. The recovery capability has been proved by morphological study on damaged samples.
Mechanical tests performed on virgin and self-healed system revealed the ability to recover efficiently
the pristine stiffness, triggering from ductile to fragile the failure of the epoxy matrix. The synthesised
system (2Ph2Epo65 D-A epoxy) lead to the fabrication of carbon fiber reinforced polymer that
exhibits repeatable healing. Furthermore the self-healing polymer was processed through typical
commercial resin infusion processes thus allowing them to be applied in the manufacture of
composites with both shape and strength recovery.

1. Introduction

Composite materials are ideal candidates for structural applications due to high specific stiffness and
strength and their excellent fatigue resistance. However, there are still concerns regarding their
fracture toughness performance. Integration of self-healing features within the hosting matrix would
lead to a new vision in damage tolerant design and in the maintenance strategies of composite
structures during operative life.
Healing feature should be pursued by different strategies such as the release of an healing agent or
reversible cross-links [1]-[2]. Several concepts have been developed to induce healing property into
the matrix material, a well establish approach provide distributed, nanosized, reservoirs (i.e. capsules
or a vascular system) which release the healing agent when the material is damaged [3]-[4].
Drawbacks of such approach are that irreversible systems can heal only once and that the presence of
weak point within the material should negatively affects the manufacturing processes and the
structural performances. Therefore, reversible systems able to break and heal repeatedly are becoming
extremely appealing. Reversible cross-links firstly introduced to improve processability and
recyclability showed also self healing capability [5]. Stimuli responsive polymers should recover their
pristine status after destructive events, thanks to the interaction of chemical functionalities with
various forms of energy such as thermal, electrical, pressure, mechanical.
Reversible systems based on covalent interactions, such as Diels–Alder (DA) and retro Diels–Alder
(rDA) processes are ideal for the synthesis of crosslinkable epoxy precursors amenable to self-
mending through thermal stimulus [6]–[9].
Most representative damage scenarios for composite materials is delamination in which the bonding
between plies is compromised; this leads to an abrupt decrease in properties[10], [11]. The chance to
mend interlaminar failure is of great interest, short beam tests has been considered by many authors as
representative of the interlaminar strength of the composite, therefore the healing feature of the matrix

 

 

 

E
x
c
e

rp
t 

fr
o

m
 I

S
B

N
 9

7
8

-3
-0

0
-0

5
3

3
8

7
-7

 



ECCM17 - 17th European Conference on Composite Materials
Munich, Germany, 26-30th June 2016 2

A. Martone, S. Dello Iacono, M. Zarrelli, M. Giordano and  E. Amendola

have been evaluated by the recovery of this property[12]–[14]. Polyurethane hosting matrices
modified by D-A adducts showed recovery between 70-85 % after many failure and healing cycles.
In this work, an epoxy mendable system has been synthesised to achieve mechanical performances
suitable for structural applications. The coexistence of a stable polymeric network and a thermo-
reversible one allows coupling the stiffness required for structural applications and the mendability
properties. Due to complete compatibility and miscibility of D-A adduct previously developed by
authors [15] with DGEBA, both contributions to the network are simultaneously present in the
homogeneous resin. Self-healing epoxy synthesised has been considered for manufacturing a
composite plate with the aim of investigate the fracture behavior and to assess the healing efficiency of
the system. Interlaminar behavior of the CFRP (composite fiber-reinforced plastic) has been studied
by means of short beam strength features of the laminate, the composite verified the capability to
recover its interlaminar strength in further tests after healing stages.

2. Experimental section

2.1. D-A epoxy synthesis
In this work, D-A adduct (2Ph2Epo) has been synthesised and added to dgeba. the mixture has been
subsequently cured using 4,4′-diaminodiphenylmethane (DDM) and o,o′-bis(2-aminopropyl)
polypropylene glycol-block-polyethylene glycol-block-polypropylene glycol (Jeff 500) as curing
agents.

Figura 1. Resin components: a) 2Ph2Epo, b) DGEBA, c) DDM, d) Jeff 500

An epoxy system, 2Ph2Epo65, was prepared blending the adduct 2Ph2Epo with DGEBA in the epoxy
stoichiometric ratio 65/35, and curing, at 90°C for 24 hours, using DDM and Jeff 500 as curing agents
in the 60/40 amine stoichiometric ratio.

2.3. Characterization methods
Fourier transform infrared (FTIR) spectra were recorded with a Perkin-Elmer FTIR Frontier
spectrometer using a single reflection ATR accessory.
Mechanical tests on the D-A epoxy were performed with a TA Instruments DMA Q800 equipped with
three point bending clamp, nominal sample size is 20 x 5.0 x 0.90 mm3 and span is 15 mm.
The healing capability of the composite samples was preliminary evaluated by short beam shear
strength, according to ASTM D2344. According to the standard for plate with nominal thickness of
3.5 mm the SBS (Short Beam Strenght) specimens has got a width of 7.0 mm and a length of 21.0
mm. At least 5 samples were initially tested at room temperature at the rate of 1 mm/min. This process
was performed three times more on each specimen to obtain first, second and third healing cycle
efficiencies. After each test optical microscopy was carried out with the aim of evaluate the effective
delamination extension. Optical microscopy was performed by Olympus BX 51M, equipped with

 

 

 

E
x
c
e

rp
t 

fr
o

m
 I

S
B

N
 9

7
8

-3
-0

0
-0

5
3

3
8

7
-7

 



ECCM17 - 17th European Conference on Composite Materials
Munich, Germany, 26-30th June 2016 3

A. Martone, S. Dello Iacono, M. Zarrelli, M. Giordano and  E. Amendola

Linkam THM600 hot stage. Mechanical tests were performed on a Lonos TensoTest equipped with
5kN load cell and three point bending fixture with tunable nose size and distances.

3. Results and Discussion

3.1. Mendabilty of the epoxy system
Covalent bonds are exposed to intense stress during mechanical loading, which eventually results

in mechanical failure. Diels-Alder covalent bonds are weaker than other bonds in the polymer
backbone, so that when loaded excessively they may break preferentially.

Regarding the healing procedure, after testing, the composite specimens were placed in an oven
under a compaction pressure (less than 2 bar). The specimens were heated up to 120°C for 20 minutes
and then cooled at kept at 90°C for 24 hours. The temperature profile was determinated in order to
allow the reverse D-A and direct D-A reactions to proceed. Specific experimental conditions have
been confirmed by FT-IR analysis [16]. Rationale for the healing temperature profile is to heat the
samples above the cleaving point in order to break the crosslinked DA molecules to enhance the
healing ability due to the presence of additional D-A reactions. Heating the sample above the rD-A
threshold opens the Diels-Alder bonds resulting in high molecular mobility. This step is beneficial in
promoting fracture rejoining and allowing molecular diffusion across the fracture rims. Thereafter, the
last annealing at temperature corresponding to D-A reaction allows to regain the pristine mechanical
properties due to restoration of network crosslinking density.

Figure 2 reports FTIR spectra of 2Ph2Epo65 crosslinked resin, in the healed or broken
configuration as a consequence of different thermal treatments. As an invariant reference, the peak at
1700 cm-1 associated to C=O stretching of imide was chosen.

The IR absorbance signals at 688, 832 and 1146 cm-1 were selected to monitor the progress of D-A
and rD-A reactions. The peak at 688 cm-1 is related to C=C stretching vibration in the maleimide ring,
while the peak at 832 cm-1 is related to the asymmetric C–N–C stretch in 1,1’methylene di-4,1-
phenylene-bismaleimmide and C–O–C stretch in furan ring, the peak at 1146 cm-1 is associated to C-H
bond attached to C=C.

The FTIR spectra were recorded on the cross-linked epoxy system after three different thermal
treatments:

(a) after heating at 120°C and cooling to 90°C at 0.1 °C/min rate, (b) after heating at 120°C for 20
minutes and quenching to room temperature, (c) as prepared sample.

Figura 2. FTIR spectra

The most accurate information can be gained observing the trend of 688 cm-1 peak. It can be found
in the b) sample, after thermal treatment at 120°C. Its absence can be verified in the pristine
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crosslinked resin (c), and it disappears again after healing cycle (a). A similar trend can be identified
for the 1146 cm-1 band, although its observation is hindered by the presence of other complex
spectrum features. The band at 832 cm-1 cannot be used for the characterization of D-A reaction extent
in the crosslinked sample.
After the treatment at 120°C, promoting the rD-A reaction, the intensities of these three absorption
peaks increased due to D-A adduct rupture, as can be observed from figure 2. A further annealing at
90°C following the heat treatment at 120°C, strongly reduced the aforementioned peaks, resulting in a
FTIR spectrum similar to the “as prepared” sample. This is a strong evidence that annealing at reduced
temperature (90°C) promoted again the formation of D-A adduct, depleting the maleimide and furan
groups during the D-A reaction.

Quasi-static mechanical tests were carried out on specimens in order to evaluate the mechanical
performances of the hybrid system. Figure 3 reports stress strain curve for 2Ph2Epo65 system. The
broken samples were thermally treated at 120 and 90°C in order to restore mechanical properties and
improve the healing fracture surface were brought closer together by polyamide adhesive film.
Multiple healing was studied by repeating the test three times.
The virgin sample experienced elastic behaviour until 2% strain after that a plastic deformation
occurred until the sample breaked at 3.5%. Healed sample exhibited the same stiffness (slope of the
stress-strain curve) while them had a fragile fracture in the elastic region. The first healing led to a
final strain of 1.8%, the second thermal treatment lead to 0.7 % strain at break. Since the sample were
able to recover all their original stiffness, probably further thermal treatment could affect the DGEBA
network, modifying the failure mechanism of the sample.

Figure 3. Three point bending  on as prepared and healed samples

The healing treatment allows a complete recover of mechanical stiffness (mean value 2.750 GPa)
while the failure at break decreases.

3.2. Non conventional composites enabling the healing capability
A Composite plate has been manufactured by liquid moulding process under vacuum bag, a total of 12
unidirectional plies were laminated to reach a nominal thickness of 4 mm final coupon size is 170
x170 mm2. Composite healing efficiencies were determined by conducting short beam shear (SBS)
testing on unidirectional samples. Each sample after the test was treated according to the healing cycle
previously described and then tested again.
Figure 4 and 5 show micrographs carried out on broken sample and after the healing treatment. Figure
4 reports the behaviour of a sample which failed as result of a delamination during the test (picture 4a),
such failure mode involves only the matrix of the composite as results of a slippage load between
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layers and could be completely restored by the thermal treatment. Pictures 4c and 4d report
micrographs taken after the further testing and related healing stage.

a) b)

c) d)
Figure 4. Optical micrographs on a delaminated sample.

Figure 5. Short Beam test on composite sample
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Figure 5 reports typical load displacement curve for short beam test. The composite reproduced the
behavior observed on the neat D-A epoxy system. The sample stiffness was restored during each
healing cycle, while a depression in the maximum load (strength) achieved at the specimen failure was
observed during mechanical tests.

a) b)
Figure 6. Optical micrographs on a delaminated sample with fibre breakage.

Some of samples experienced failure involving fiber breaks; figure 6 shows the case of a combined
scenario with delamination and fibers breakage in the compression area. In the latter case, after the
healing stage samples exhibited a reduced stiffness up to the failure, which affects the actual shear
strength. Obviously, such strong depression is related to fibre failure, which could not be recovered by
the system. Table 1 reports the interlaminar shear strength measured on the composite sample. It is
worth to notice that the increased standard deviation is affected by the fibre break observed in some
sample.
The experimental comparison between the loading capacity of intact and healed material indicated
healing efficiency. In this perspective, the polymer healing evaluation methodology has originated
from fracture models and classical mechanics. In the present work, the ability of sample to recover the
initial interlaminar strength (equation 1) is considered as recovery parameter.

 % 100
healed

pristine

ILSS

ILSS
   (1)

Differences between polymers and composite healing should be related to specific behavior of
composite. In fact, delaminations could occur both as effect of a matrix failure, both as interface
debonding.
Cracks created between the polymers were healed by the D-A reaction since the healing properties are
only associated with the polymer matrix moieties. In addition, fracture of the reinforcing fiber cannot
be healed and thus any damage to the carbon fiber would lead to reduced strength upon reloading.

Table 1. Interlaminar shear strength evolution.

Healing ILSS Recovery
Cycle (MPa) (%)

0 54.1±1.1 100
1 51.4±5.1 95.1
2 44.2±4.9 81.7
3 37.0±5.2 68.4
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4. Conclusions
In this work, a hybrid epoxy system integrating thermo-reversible D-A adducts have been employed to
manufacture advanced composites by conventional liquid moulding techniques. Fracture behaviour of
coupons made by such system has been studied across multiple healing treatments in order to assess
the effectiveness of the material recovery. The synthesised system (2Ph2Epo65 D-A epoxy) lead to the
fabrication of carbon fiber reinforced polymer that exhibits repeatable healing. Furthermore the self-
healing polymer was processed through typical commercial resin infusion processes thus allowing
them to be applied in the manufacture of composites with both shape and strength recovery.

Acknowledgments

The activities were performed in the frame of the project “A Life-cycle Autonomous Modular System
for Aircraft Material State Evaluation and Restoring System – ALAMSA, FP7 Grant Agreement
314768”
The authors thank Mrs M.R. Marcedula and Mr. M. De Angioletti, Mr. Fabio Docimo for their
contribution to the sample preparation and to the experimental testing.

 

 

 

E
x
c
e

rp
t 

fr
o

m
 I

S
B

N
 9

7
8

-3
-0

0
-0

5
3

3
8

7
-7

 



ECCM17 - 17th European Conference on Composite Materials
Munich, Germany, 26-30th June 2016 8

A. Martone, S. Dello Iacono, M. Zarrelli, M. Giordano and  E. Amendola

References
[1] S. K. Ghosh, “Self-Healing Materials: Fundamentals, Design Strategies, and Applications,” in

Self-Healing Materials, Swapan Kumar Ghosh, Ed. Weinheim, Germany: Wiley-VCH Verlag
GmbH & Co. KGaA, 2009, pp. 1–28.

[2] J. a. Syrett, C. R. Becer, and D. M. Haddleton, “Self-healing and self-mendable polymers,”
Polym. Chem., vol. 1, pp. 978–987, 2010.

[3] S. R. White, N. R. Sottos, P. H. Geubelle, J. S. Moore, M. R. Kessler, S. R. Sriram, E. N.
Brown, and S. Viswanathan, “Autonomic healing of polymer composites.,” Nature, vol. 409,
no. 6822, pp. 794–7, Feb. 2001.

[4] C. J. Hansen, W. Wu, K. S. Toohey, N. R. Sottos, S. R. White, and J. A. Lewis, “Self-Healing
Materials with Interpenetrating Microvascular Networks,” Adv. Mater., vol. 21, no. 41, pp.
4143–4147, Nov. 2009.

[5] S. D. Bergman and F. Wudl, “Mendable polymers,” J. Mater. Chem., vol. 18, no. 1, pp. 41–62,
Dec. 2008.

[6] Q. Tian, Y. C. Yuan, M. Z. Rong, and M. Q. Zhang, “A thermally remendable epoxy resin,” J.
Mater. Chem., vol. 19, no. 9, p. 1289, Feb. 2009.

[7] C. Toncelli, D. C. De Reus, F. Picchioni, and A. A. Broekhuis, “Properties of Reversible Diels-
Alder Furan/Maleimide Polymer Networks as Function of Crosslink Density,” Macromol.
Chem. Phys., vol. 213, no. 2, pp. 157–165, Jan. 2012.

[8] X. Chen, F. Wudl, A. K. Mal, H. Shen, and S. R. Nutt, “New Thermally Remendable Highly
Cross-Linked Polymeric Materials,” Macromolecules, vol. 36, no. 6, pp. 1802–1807, Mar.
2003.

[9] C. Gaina, O. Ursache, V. Gaina, and C. D. Varganici, “Thermally reversible cross-linked
poly(ether-urethane)s,” Express Polym. Lett., vol. 7, no. 7, pp. 636–650, 2013.

[10] T. K. O’BRIEN, “Delamination of Composite Materials,” 1991, pp. 181–198.
[11] J. M. WHITNEY, Interlaminar Response of Composite Materials, vol. 5. Elsevier, 1989.
[12] J. S. Park, T. Darlington, A. F. Starr, K. Takahashi, J. Riendeau, and H. Thomas Hahn,

“Multiple healing effect of thermally activated self-healing composites based on Diels–Alder
reaction,” Compos. Sci. Technol., vol. 70, no. 15, pp. 2154–2159, Dec. 2010.

[13] E. J. Fleet, Y. Zhang, S. A. Hayes, and P. J. Smith, “Inkjet printing of self-healing polymers for
enhanced composite interlaminar properties,” J. Mater. Chem. A, vol. 3, no. 5, pp. 2283–2293,
2015.

[14] Y. Heo and H. A. Sodano, “Thermally responsive self-healing composites with continuous
carbon fiber reinforcement,” Compos. Sci. Technol., vol. 118, pp. 244–250, 2015.

[15] E. Amendola, S. Dello Iacono, A. Pastore, M. Curcio, and A. Iadonisi, “Epoxy Thermosets
with Self-Healing Ability,” J. Mater. Sci. Chem. Eng., vol. 03, no. 07, pp. 162–167, 2015.

[16] S. Dello Iacono, A. Martone, G. Filippone, D. Acierno, M. Zarrelli, M. Giordano, and E.
Amendola, “Insight on Mendable Resin Made by Combining Diels-Alder Epoxy Adducts with
DGEBA,” in AIP Conference Proceedings Time of Polymers 2016 (TOP2016), 2016.

 

 

 

E
x
c
e

rp
t 

fr
o

m
 I

S
B

N
 9

7
8

-3
-0

0
-0

5
3

3
8

7
-7

 


