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ABSTRACT 
 
Benzoxazine resins offer significant potential as matrices for structural composites because of their high 
temperature properties, low moisture absorbance, dimensional stability, and flammability performance. 
Results are presented on a family of compatible, formulated benzoxazine resins. These include resins for 
use in structural prepregs, liquid molding and film adhesives. 
 
 

INTRODUCTION 
 

Benzoxazine resins have significant potential for use in structural applications [1, 2]. Benzoxazines offer 
high temperature performance, low moisture absorbance, dimensional stability, good flammability 
properties, and the potential for ambient storage [3, 4, 5]. Established resin systems such as phenolic, 
epoxy and bismaleimide (BMI) have demonstrated excellent performance characteristics in a wide range 
of demanding applications. Benzoxazine resins can have high glass-rubber transition temperature (Tg), 
and low moisture absorbance resulting in high service temperatures. The increasing use of composites in 
structural applications and stricter flammability requirements drive the need for improved flammability 
performance. Lower toxicity requirements have narrowed the scope of options in addressing flammability 
requirements for interiors. Epsilon benzoxazine resins have shown excellent flammability performance, 
even meeting current aircraft interiors requirements [5]. To address the need for improved performance in 
multiple areas Henkel has developed a family of ‘Epsilon’ benzoxazine resins based on a single chemistry 
platform. Different Epsilon formulations meet various processing and application needs: structural 
prepregs, liquid resin molding and adhesives. 
 
This approach has the advantage that the family of products is tailored to be fully compatible and may be 
used with each other in co-cure applications. 
 
 

STRUCTURAL PREPREGS 
 
Carbon fiber reinforced prepregs were manufactured using an Epsilon resin formulated for structural 
matrix applications. The prepreg was a unidirectional carbon fiber tape with intermediate modulus carbon 
fiber at a fiber areal weight of 190 g/m2 and a resin content of 35 %. Mechanical test results were 
normalized to the nominal cured ply thickness of 0.19mm. Laminates were autoclave cured at 180 °C for 
3-hours. Resin dominated properties are the major area of interest since this is where we will see the 
effects of using a benzoxazine resin. Two properties of particular interest are the open-hole compression 
(OHC) strength and compression after impact (CAI) strength. These properties represent the design 
limiting performance in many applications. The test methods were: 
 

CAI: ASTM D7137 with 30 J impact energy, Lay-up (+45/0/–45/90)3S 
OHC: ASTM D6484, Lay-up (+45/0/–45/90)2S 

 
The results are shown in Figure 1. The room temperature OHC and CAI strengths at zero storage time 
are similar, indicating that design performance in the presence of defects is balanced. Matrix dominated 
properties of most resin systems are reduced at higher temperatures and after moisture conditioning, due 
to plasticization of the matrix. The 98% retention of open-hole compressive strength at 82 °C compared to  
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room temperature demonstrates that for many service conditions no change in design property is required 
at a typical maximum service temperature compared to room temperature. The prepreg was evaluated 
after 6- and 9-month storage at room temperature. The prepreg retained good tack and drape after 6-
months. The tack and drape were reduced after 9-months and the material could be used with slight  
warming. There is a small reduction in CAI, and a slight increase in OHC with storage time, and these 
changes are small compared to the control. 
 
 

 
 

Figure 1. Compression after impact and open-hole compression of Epsilon prepregs. 
 
Another aspect of resin dominated performance is the effect of fluid environments. In-plane shear is 
particularly sensitive to the effects of aggressive fluids. The same Epsilon resin was evaluated with a 
standard modulus carbon plain weave fabric at 193g/m2, in a lay-up of (±45)2S using ASTM D3518 
method. Figure 2 shows the effects of various environments on in-plane shear strength and modulus. The 
in-plane shear modulus of the control was 4.5 GPa, and the in-plane shear strength 122 MPa. The results 
demonstrate the excellent performance in fluid environments. 
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Figure 2. In-plane shear strength and modulus after conditioning in fluid environments 

 
 

LIQUID RESINS 
 
Epsilon liquid resins have been developed for resin transfer molding (RTM) and vacuum assisted RTM 
(VARTM) processing (6). Epsilon 99110 resin has a balance of processing and structural performance. 
Epsilon 99120 is intended for use where it is not practical to use ex-situ toughening, such as with 3-D 
performs, and where the highest toughness is required. A compatible binder, Epsilon 99900, provides 
fabric preforming capability and adds toughness to the composite. The resins were infused into the 
reinforcement at 110 °C. The resins and composites were cured at 180 °C for 90 minutes. Properties of 
two resins are shown in Table 1. Both resins have Tgs which provide service temperature of over 119 °C 
after wet conditioning (6). Epsilon 99120 has higher resin elongation and fracture toughness, which 
results in composite CAI strength comparable to prepreg systems, even without a binder. 
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Table 1. Properties of Epsilon Benzoxazine Liquid Resins 

 

 
 
 

ADHESIVES 
 
Epsilon benzoxazine film adhesives have been developed for assembly of Epsilon composites. An 
Epsilon film adhesive with an areal weight of 250 g/m2 and a non-woven glass support scrim, was cured 
at 180 °C for 180 minutes, the same cure cycle as used for the prepregs. The Tg of the adhesive in the as 
molded state is 203 °C, and after 72-hour water boil it is 176 °C. Adhesive properties are shown in Figure 
3. These included secondary bonding with aluminium and Epsilon composite substrates, and co-cure with 
Epsilon composites. An impregnated peel ply, Hysol® EA9895, was used for the surface preparation of 
the pre-cured composite. The room temperature adhesive bonding properties are comparable to those of 
current epoxy structural film adhesives. The single lap shear strengths with the co-bonded composite are 
comparable to the secondary bonded results, confirming the compatibility of the adhesive and prepreg 
matrix resin. The results at 149 °C show high retention of room temperature properties. In the case of the 
flatwise tension there is no reduction at 149 °C compared to room temperature. These results 
demonstrate the high temperature capabilities of the Epsilon benzoxazine for adhesive bonding 
applications. 
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Figure 3. Properties of Epsilon benzoxazine film adhesives 

 
 
 

CONCLUSIONS 
 
A family of compatible Epsilon benzoxazine resins have been developed which are complementary to 
existing composite matrices. The results demonstrate that the composites manufactured with Epsilon 
benzoxazine resins possess a combination of high damage tolerance, retention of properties in hot-wet 
conditions, and resistance to aggressive fluids. The compatible benzoxazine film adhesives have 
performance equivalent to epoxy adhesives at room temperature accompanied by high retention of 
performance at 149 °C, in both secondary bonding and cocure applications. Therefore Epsilon 
benzoxazine resins offer opportunities for extending the performance of existing resin systems to improve 
high temperature performance and offer weight reduction. 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 

© 2010 Henkel Corporation  | www.henkelna.com/industrial

http://www.henkelna.com/industrial


 
 
 

REFERENCES 
 

1. Proc First symposium on Benzoxazine Resins, American Composites Society, San Francisco, March 
24/25, 2010. 

2. R Tietze, C Hubschmid, T Truong, “Benzoxazine Chemistry and Application Overview”, Proc 2009 
SAMPE International Symposium, Baltimore MD, SAMPE Covina CA, 2009. 

3. W H Li, S Lehmann, R Wong, “Novel Resin Systems with Superior Process and performance“, Proc 
SAMPE Europe Technical Conference, Paris, 2004. 

4. W H Li, S Lehmann , R Wong, “Advanced Composite Structures Using New Resin Technology Offer 
Weight and Cost Savings”, Proc 2005 SAMPE International Symposium, Long Beach CA, SAMPE 
Covina CA, 2005. 

5. W H Li, S Lehmann, “Evaluation of Toughness and Hot/wet Performance of Epsilon Resin System”, 
Proc 40th SAMPE ISTC, Memphis TN Sept 8-11, 2008, SAMPE Covina CA, 2008. 

6. W H Li, A Wong, D Leach, “Advances in Benzoxazine resins for Aersopace Application“, Proc 2010 
Sampe Internatinal Symposium, Seattle WA, SAMPE Covina CA, 2009. 

 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 
 

© 2010 Henkel Corporation  | www.henkelna.com/industrial

http://www.henkelna.com/industrial

