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[57] ABSTRACT

A solvent-free curable composition has a long shelf life

and consists of

A 100 parts by weight of an epoxy resin and

B from 10 to 100 parts by weight of [,] 4 4-bis-(para-
aminobenzoy!)-piperazine as a curing agent for the
epoxy resin, [an aromatic diamine containing

Ray-Chaudhur et al. .... §28/365 X

f O
s

groups, ] with or without

C from 0.01 to 5 parts by weight of an accelerator, the
curing agent for the epoxy resin being finely dis-
persed in the latter and preferably having a particle
size of less than 10 um. [The preferred epoxy resin
curing agent Is 4,4'-diaminodiphenyl ketone.] The
curable composition is used in particular for the prep-
aration of fiber-reinforced materials.

3 Claims, No Drawings
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CURABLE COMPOSITIONS BASED ON EPOXY
RESINS

Matter enclosed in heavy brackets [ ] appears in the
original patent but forms no part of this reissue specifica-
tion; matter printed in italics indicates the additions made
by reissue.

This application is a reissue application of U.S. Pat. No.
4,607,069, issued Aug. 19, 1946.

The present invention relates to a curable composi-
tion which consists of an epoxy resin, a curing agent and
an accelerator and has a long shelf life, and to a process
for the preparation of highly thermally stable fiber-rein-
forced materials by impregnating reinforcing fibers
with this curable composition and curing the resin.

In the preparation of fiber-reinforced materials from
epoxy resins, the curing agents usually employed are
soluble in the epoxy resin, e.g. diamines and dicarbox-
ylic anhydrides. The disadvantage of such single-phase
systems is that their shelf life at room temperature is
restricted to from a few days to a few weeks. Epoxy
resin curing agents which are insoluble in the epoxy
resin at room temperature and go into solution only at
elevated temperatures are particularly suitable for the
preparation of single-component systems having a long
shelf life. Fiber impregnation is usually carmied out
using a solution of an epoxy resin and a curing agent In
a solvent (JP-A-54-064 599). The disadvantage of this
procedure is that, after the fibers have been impreg-
nated, the solvent has to be removed and recovered.
Moreover, impregnation of fibers with a solution has an
adverse effect on the properties of the laminate. Traces
of residual solvent which have not been removed from
the prepreg result in pore formation in the lamunate.
Furthermore, non-uniform distribution of the fibers in
the prepreg is observed, which also has an adverse
effect on the quality of the laminate.

Homogeneous, solvent-free mixtures of epoxy resins
and 4,4'-diaminodiphenyl ketone can be produced by
preparing mixtures of the epoxy resin and powdered
diamine and converting the mixture to a solution by
heating at above 150° C. (U.S.-A-3,288,733) or by ultra-
sonic treatment (W. T. Hodger and T. L. St. Clair,
SAMPE, Quarterly, Apnil 1983, pages 46-50). How-
ever, a reaction between the epoxy resin and the di-
amine takes place even at this stage, so that relatively
highly viscous mixtures are obtained which can no
longer be processed to fiber-reinforced prepregs exhib-
iting sufficient tack at room temperature.

Attempts to carry out impregnation using an e€poxy
resin melt in which diamine powders of the usual parti-
cle size (i.e. about 20-100 um) are dispersed result in
nonhomogeneous reinforced materiais possessing unsat-
isfactory mechanical properties. Particularly in the
preparation of prepregs by the resin film transfer
method, in which a thin melt film of about 80-100 pum 1s
applied onto a paper base and the reinforcing fibers are
pressed into this film, the disadvantages of coarsely
dispersed particles in the epoxy resin melt are clear. The
resulting melt film is inhomogeneous, making it impossi-
ble to achieve uniform fiber impregnation.

The quality of reinforced matenials possessing an
epoxy resin matrix and coarsely crystalline curing agent
particles is furthermore adversely affected by virtue of
the fact that the chemical reaction between the epoxy
resin and the curing agent comes to a stop at the phase
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boundary, as a result of the system undergoing a transi-
tion from the liquid to the glassy state, before the large
crystals of the curing agent can react.

It i1s an object of the present invention to provide an
essentially solvent-free curable composition which is
based on an epoxy resin and an aromatic diamine as a
curing agent and has a long shelf life. It 1s a further
object of the present invention to prepare fiber-rein-
forced matenals based on epoxy resins, wherein the
curing agents to be used are keto-containing aromatic
diamines which are insoluble in the epoxy resin at low
temperatures. The materials obtained should have good
mechanical properties and high heat distortion resis-
tance.

We have found that this object is achieved by an
essentially solvent-free curable composition which has a
long shelf life and consists of

A 100 parts by weight of an epoxy resin and

B from 10 to 100 parts by weight of an aromatic
diamine containing

O
|
—-c_

groups, with or without

C from 0.01 to 5 parts by weight of an accelerator, the
curing agent for the epoxy resin being finely dispersed
in the latter and preferably not less than 90% by volume
of the particles having a particle size of less than 10 um.

Epoxy resins are low molecular weight and high
molecular weight compounds possessing terminal epox-
ide groups, epoxide side groups or epoxide groups in-
corporated in cyclic systems. They can be liquid, semi-
solid or solid. Preferred compounds are those which
contain more than one epoxide group per molecule,
preferred epoxy resins being reaction products of poly-
functional alcohols, phenols, cycloaliphatic carboxylic
acids, aromatic amines or aminophenols with epichloro-
hydrin, as well as cycloaliphatic epoxides and cycloali-
phatic epoxide esters. Mixtures of different epoxy resins
may also be used. Bisphenol A diglycidyl ether, tetra-
glycidyldiaminodiphenylmethane and epoxidized novo-
laks are particularly preferred. The resins may contain
the conventional diluents, such as phenyl glycidyl ether
or butyl glycidyl ether.

The curable composition contains from 10 to 100,
preferably from 20 to 60, parts by weight of the epoxy
resin curing agent per 100 parts by weight of epoxy
resin, the said curing agent being dispersed in the epoxy
resin in the form of a pulverulent, insoluble solid and
preferably having a mean particle size of less than 10
um, in particular less than 5 um, i.e. more than 90%, in
particular more than 95%, of the particles have a diame-
ter of less than 10 um, preferably less than 5 um. Such
a finely divided powder can be prepared, for exampie,
by milling a coarser powder in an air jet mill. The finely
divided powder is mixed into the epoxy resin in mixing
units equipped with dissolver disk stirrers. However, it
is also possible to carry out wet-milling by milling the
fairly coarse powder in the presence of the liquid epoxy
resin in a stirred ball mill. In this procedure, in contrast
to dry-milling followed by dispersing, the mixture used
for impregnating the reinforcing fibers is prepared in
one operation. Dispersing of the dry-milled powder, or
the wet-milling in a stirred ball mill, is carnied out at
temperatures at which the cuning agent has gone into
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solution in the epoxy resin only to a very small extent if

at all.
Suitable curing agents for epoxy resins are aromatic

diamines which contain

O
I
—C_

groups and are insoluble in the particular epoxy resin at g

low temperatures. Preferred diamines are those of the
formula

wherenisQor |l and X is CQO—,
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in particular 4,4'-diaminodiphenyl ketone.

It is also possible to use mixtures of these diamines, as
well as mixtures of the novel diamines with munor
amounts of other, preferably aromatic, diamines, e.g.
with 4,4'-diaminodiphenylmethane or 4.4'-
diaminodiphenyl sulfone. Such mixtures of curing
agents are advantageous when, for exampie, the viscos-
ity of the mixture of the epoxy resin and the insoluble
diamine 1s too low to permit preparation of the prepreg,
i.e. when the prepreg is too tacky. In this case, it 1s
possible to bring the resin to a suitable consistency by
adding small amounts of soluble diamines which react
with the epoxy resin at a low temperature.

The curable mixture may furthermore contain from
0.01 to 5, preferably from 0.1 to 2, parts by weight of a
curing accelerator per 100 parts by weight of epoxy
resin. Examples of suitable compounds of this type are
boron trifluoride monoethylamine and salicylic acid. If
not only the cuning agent but also the accelerator is
insoluble in the epoxy resin, the accelerator too should
have particles possessing a diameter of less than 5 um.

The curable compositions may furthermore contain
conventional additives, such as pigments, fillers, plasti-
cizers, flameproofing agents and non-volatile extenders.
They should be as free of solvents as possible, these
having to be removed after application onto the rein-
forcing fibers. However, a small amount of solvents,
preferably less than 5 parts by weight, in particular less
than | part by weight, per 100 parts by weight of epoxy
resin may be present. The curable mixtures can also
contain thermoplastic pol.ymers in order to increase
the viscosity. This prevents bleeding of the resin during
hardening of the laminate.

4

The novel curable compositions are useful for the
production of moldings, adhesives and coatings, but are
preferably used for fiber-reinforced matenials.

The present invention accordingly furthermore re-
lates to a process for the preparation of fiber-reinforced
materials by impregnating from 70 to 30% by volume of
reinforcing fibers with from 30 to 70% by volume of the
novel curable composition. To do this, the curable com-
position is applied onto the reinforcing fibers, which
may be in the form of continuous filaments, slivers, mats
or fabrics or webs and consist of glass, carbon or ara-
mid.

The epoxy resin compositions are cured by heating.
The curing temperature depends on the type of epoxy

5 resin, the type of curing agent and the type of accelera-

20

tor and can vary within wide limits from 120° to 250° C.
preferably from 150° to 200° C.
In the Examples, parts and percentages are by

weight.
EXAMPLES

1. Milling of amine curing agents in an air jet mill.
4,4'-Diaminodiphenyl ketone (I) is milled in a spiral

jet mill. The pnnmple of jet milling is described by Rink

25 and Giersiepen in Aufbereitungs-Technik No. 9/1971,
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pages 567-569, where a diagram of a jet mill is given.
The mill used has a grinding chamber of 170 mm diame-
ter and 15 mm height. The pressure of the injected air is
3 bar, and the product throughput is 2 kg/h.

The particle size distribution after the milling proce-
dure is measured by means of laser diffraction (particle
sizer from MALVERN). To do this, the powder is
dispersed in a hydrocarbon mixture (Sedisperse—A 11
from COULTOR) for 10 minutes with the aid of an
ultrasonic probe (P=125 W).

Particle size distribution (cumulative volume distn-
bution):

95% by volume of the particles have a diameter of

less than 3.0 um,

80% by volume =2.1 um,

65% by volume =1.6 pm and

50% by volume 1.3 pm.

(I

HiN CO CO NH->
and
\ (1D
H3N CO—N N-—=CO NH;
are milled in a similar manner.
Particle size distribution:
I 11
95% by volume = 5.0 um am
80 1.3 um 2.4 um
65 2.9 um 1.9 pm
50 2.6 um 1.5 um
2. Preparation of the curable compositions.
Tetraglycidyldiaminodiphenylmethane (MY 720

from CIBA-GEIGY) is initially taken at 95° C. in a
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cylindrical mixing vessel (diameter 100 mm) equipped
with a high-speed dissolver disk stirrer (diameter of the
dissolver disk 30 mm). 39 parts by weight of jet-milled
I having a particle size distribution described in Exam-
ple 1, per 100 parts by weight of MY 720, is mixed in
over 5 minutes, the speed of the dissolver disk stirrer
being 500 rpm. The curing agent is then dispersed in the
mixture for 30 minutes at 95° C. and at a stirrer speed of
2,000 rpm, after which the mixture is devolatilized and
cooled to room temperature.

By using the TAS-plus image analysis system from
LEITZ to carry out measurements on 10 um films from
the mixtures applied by knife-coating, it was found that
the particle size distribution of the curing agent dis-
persed in the epoxy resin showed good agreement with
the distribution of the dry-milled powder.

Stability durning storage at room temperature:

The viscosity increases from 78,800 to only 80,200
mPas in the course of 90 days (measurement in a CON-
TRAVES 15T rotational viscometer at 50° C.).

Stability during storage at 80° C..

The viscosity increases from 3,180 to 3,320 mPas 1n
the course of 8 hours.

Mixtures prepared for comparison from epoxy resins
and coarsely crystalline I (particle sizes up to about 100
um) or epoxy resins and dissoclved amine curing agents,
such as 4,4’-diaminodiphenyl sulfone, do not possess the
superior properties of the claimed mixture. In mixtures
containing coarsely crystalline particles of the curing
agent, the latter settles out; homogeneous films about
50-100 um thick for the production of prepregs (cf.
Example 3) are not obtained. Mixtures containing dis-
solved curing agents do not possess the good stability
properties.

3. Preparation of the fiber-reinforced matenals.

The curable mixture prepared in Example 2 is heated
to 70° C. and applied onto a paper base by means of a
knife coater. Parallel carbon fiber rovings (T 300,
6,000 <50 B from TORAY) are then laid on the resin
film and pressed into the resin by means of heated calen-
ders, the fiber strands being impregnated with the resin
melt so that no atr bubbles are present.

The resulting prepreg (resin content 35% by weight)
has a shelf life of several months at room temperature
without losing its tack or drapeability.

To produce a laminate, 8 or 16 prepreg layers are
placed one on top of the other with a unidirectional
fiber arrangement at room temperature, and are then
placed in a sheet mold preheated to 140° C., and sub-
Jected to a preliminary curing under 15 bar for 2 hours.
The material is then post-cured at 180° C. for 6 hours
and cooled to give a 1 or 2 mm thick laminate having a
fiber content of 60+=2% by volume and the following
mechanical properties at 23° C. (tests carried out ac-
cording to DIN No. 29,971; tensile test parallel to the
fiber direction on 1 mm laminate, other tests on 2 mm
laminate):

Tensile strength parallel to the 1,490 N/mm?
fiber direction
Tensile modulus of elasticity 135,000 N/mm?

parallel to the fiber direction
Elongation at break parallel to the 1.0%
fiber direction in the tensile test

Tensile strength perpendicular to the 58 N/mm?
fiber direction
Tensile moduius of elasticity 10,900 N/mm?

perpendicular to the fiber direction
Elongation at break perpendicular to 0.5%
the fiber direction in the tensile test

Flexural strength parallel to the 1,730 N/mm?
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-continued

fiber direction

Flexural modulus parallel 10 the
fiber direction

QOuter fiber eiongation at break 1.6%
parallel to the fiber direction

122.000 N/mm-

Compressive strength parallel to 1,390 N/mm*
the fiber direction
Compressive modulus parallel to the 140,000 N/mm?-

fiber direction

Compressive strain parallel to the .3%
fiber direction

Shear strength in the plane of the
laminate

99 N/mm-

Shear modulus in the plane of the 5,880 N/mm?
laminate
Elongation at break in the plane 2.0%
of the laminate
Interlaminar shear strength 92.2 N/mm?
Glass transition temperature 267° C.
(DIN 53,44%)
We claim:

1. An essentially solvent-free curable composition
which has a long shelf life and consists of
A 100 parts by weight of an epoxy resin and
B from 10 to 100 parts by weight of, N, N -bis-(para-
aminobenzoyl)-piperazine as a curing agent for the
epoxy resin, [an aromatic diamine containing

O
|

— " —
groups, ] with or without
C from 0.01 to 5 parts by weight of an accelerator,
wherein the curning agent for the epoxy resin is
finely dispersed in the latter. |
2. A curable composition as claimed in claim 1,
wherein not less than 90% by volume of the particles of
the curing agent for the epoxy resin have a particle size
of less than 10 um.
[3. A curable composition as claimed in claim 1,
wherein the epoxy resin curing agent used is a diamine
of the formula

HzN‘@CD[—X]n‘@ NH->

wherenisQor |l and X 1s CcCO—,

CO =
© 00
O
© O
CO= or —N N—CO—
o/

[4. A curable composition as claimed in claim 1,
wherein the epoxy resin curing agent used is 4,4-
diaminodiphenyl ketone. ]}

5. A process for the preparation of a fiber-reinforced
material by impregnation of from 70 to 30% by volume
of reinforcing fibers with from 30 to 70% by volume of

a curable composition as claimed in claim 1.
o » = »
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