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This application is a continuation-in-part of my copend-
ing application Ser. No. 237,195 ifiled Nov. 13, 1962 for
“Manufacture of Thermoplastic Sheet,” now abandoned.

Rigid thermoplastic mouldings can advantagecusly be
made by moulding heated sheets of a thermoplastic ma-
terial that is rigid at room temperature, Suitable thermo-
plastic materials for this purpose are or comsist essen-
tially of one or more of the polymers of styrene, methyl-
methacrylate and acrylonitrile and copolymers in which
one of these monomers predominates. Many of these ma-
terials are available in sheet form and can readily be con-
verted into unreinforced mouldings.

Now for many purposes reinforced mouldings are re-
quired, and it is desirable to introduce fibrous reinforce-
ment into the thermoplastic material. It is known to intro-
duce asbestos or other fibres into plasticised polyvinyl
chloride to produce flexible tiles, but satisfactory rigid
sheets cannot be made by a similar process. To produce
a reinforced rigid moulding of polystyrene or a similar
thermoplastic material it has been necessary hitherto either
to incorporate reinforcing fibres in the thermoplastic ma-
terial and convert this into pellet form, and then make the
product by injection-molding the pellets, or to impregnate
wire mesh, glass cloth, glass mat or similar preformed re-
inforcement with the thermoplastic material.

The present invention comprises as a novel product
a rigid sheet composed of a polymeric constituent with
fibres uniformly dispersed throughout it and predominant-
ly randomly oriented in the plane of the sheet. The poly-
meric constituent is based predominantly on one or more
of styrene, methylmethacrylate and acrylonitrile. In the
simplest case the polymeric constituent may be a single
polymer, e.g. polystyrene. It may also be a single co-
polymer, e.g. of styrene and butadiene, the styrene pre-
dominating, or of acrylonitrile, butadiene and styrene, the
acrylonitrile and styrene together predominating. Again
it may consist of a polymer mixture, a copolymer mix-
ture or a polymer-copolymer mixture. Examples of such
mixtures are polystyrene mixed with (or modified by) a
styrene-butadiene copolymer and polystyrene mixed with
(or modified by) a copolymer of styrene and maleate
ester.

It is of course well known that by varying the propor-
tions of the monomers in copolymer products with
different properties are obtained, many copolymers of
acrylonitrile and butadiene for instance, being of a rub-
ber-like nature and therefore flexible. Although the re-
inforcement is an important factor in imparting rigidity
to the sheet, it is ncessary to ensure that if the polymeric
constituent includes butadiene or other monomer which
tends to give a fiexible copolymer the proportion of that
monomer is so low that the polymeric constituent would,
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if not reinforced, be rigid or substantially rigid at room
temperature,

Such sheets are suitable for moulding, but do suffer
from the disadvantage that they are inflammable. I have
found that the fire-resistance of such sheets is greatly in-
creased if the polymeric constituent is based additionally
on a lesser proportion of a vinyl chloride polymer, the
vinyl chloride polymer preferably being a vinyl chloride
homopolymer, although it may also be a copolymer of
vinyl chloride with vinyl acetate or vinylidene chloride.

The vinyl chloride polymer is present in an amount of
less than half the total amount of polymer constituent. It
may comprise at least 10%, for example from 10 to 49%
of the total polymeric constituent, the remainder being
based predominantly on styrene, methyl methacrylate or
acrylonitrile, or more than one of these. I prefer that the
amount of polymeric constituent should be about 50%
of the total weight of the sheet in which case the vinyl
chloride polymer comprises, say, from 10 to 15% of the
sheet. The sheets containing vinyl chloride polymer have
good fire retardance and the inclusion of vinyl chloride
polymer with the remainder of the polymeric constituent
does not substantially affect the strength properties of
the sheets. The vinyl chloride polymer is preferably un-
plasticised, since the presence of plasticiser may affect the
strength of the sheets.

Antimony oxide may be included in the sheets to im-
prove fire retardance still further.

It is desirable that in the sheet the proportion of the
fibres should be as high as possible, and it is advantage-
ously at least 20%. The polymeric constituent may be
from 40 to 80% of the total sheet. These percentages, and
all others in this specification, are by weight.

Inorganic fibres give better rigidity than organic fibres,
and it is therefore preferable that the fibres should be
wholly or predominantly inorganic, say at least 90% in-
organic.

For moulding purposes, what is required is a sheet
which can be readily moulded to a desired shape. As the
reinforcement is composed of fibres which can flow freely
and individually in any direction during moulding (loose
fibers), their movement is not restricted as is the case of
preformed reinforcements such as woven cloths or mats.
This ability enhances the mouldability of the sheets. For
maximum mouldability, the fibres should be short, but on
the other hand the longer the fibres are, the better the
strength properties. It is highly desirable that the inor-
ganic fibres should contain a proportion of asbestos fibre,
and asbestos preferably constitutes from 20 to 100% of
the total fibre. Glass fibres are also suitable, and advan-
tageously a mixture of asbestos and glass is used. I find
that “opened” asbestos fibres of average length from 0.15
to 0.20 inch and chopped staple glass fibres from 0.25
to 1.0 inch are suitable. Mixtures of short fibres with vary-
ing proportions of longer fibres, say, up to 2", may also
be used and their use makes it possible to increase the
strength properties without materially reducing the mould-
ability. The longer fibres may be asbestos, glass or or-
ganic. Broadly there may be from 80 to 100% inorganic
fibres less than 1 inch long and from 0 to 20% fibres be-
tween 1 and 2 inches long.

The method of manufacture of the sheets is an impor-
tant feature of the invention. This method comprises con-
verting the polymeric constituent in liquid form and the
fibres into a substantially homogeneous dough-like mass,
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building up the mass in laminations into a sheet on a hot
calender bowl, cutting the sheet thus formed on the bowl
and removing it from the bowl, and allowing it to cool to
a rigid sheet. .

One reason why the polymeric constituent is used in
liquid form is that otherwise it would have to be melted
with resultant damage to the fibres, Another reason is that
in building up the sheet on the hot calender bowl it is
necessary that successive laminations should adhere to one
another, and it is found that only by the use of the liquid
form of the polymeric constituent can good adhesion be
obtained. Moreover, in forming the dough-like compound
it is important to wet all the fibres, and this can be done
by introducing the polymeric constituent in liquid form.
The liquid may be an aqueous emulsion {conveniently a
latex) or an organic solution. Emulsions of polystyrene
and the other polymers and copolymers are available on
the market. Any volatile constituent of the emulsion or
solution will be removed in the hot-calendering or in the
mixing.

Rigid sheets in which the polymeric constituent is based
predominantly on styrene but also contains some poly-
vinyl chloride are particularly useful. However, compata-
bility between molten polystyrene and molten polyvinyl
chloride is notoriously poor and the normal calendering
technique in which a sheet is formed from a molten rpix,
which in this case would be of polystyrene and polyvinyl
chloride, and compressed down to a thin sheet does not
yield a homogeneous sheet. The adoption of the method
of lamination described permits homogeneous sheets of
reinforced polystyrene containing a minor proportion of
polyvinyl chloride to be made. The method is, of course,
also applicable to the production of sheets in which any
other polymeric constituent based predominantly on sty-
rene, methylmethacrylate or acrylonitrile or more tha.n
one of these and a minor proportion of vinyl chloride is
used.

In carrying out the invention it is important to ensure
that the successive laminations adhere well during the
calendering and that a tough, strong sheet is formed. At
the same time the sheet formed on the calender bowl must
not stick to the bowl. Water present in the emulsion serves
as a release agent to prevent excessive adhesion of the
sheet to the calender bowl, but also reduces the tackiness
required to enable the laminations to adhere t_ogether.
Tackiness is best ensured by the presence of a high pro-
portion of the polymer itself in the form of a solu.tlon.
To produce the desired wetting, toughness and tackiness
with ease of removal of the sheet from the bowl, it is con-
vemient to form the dough-like mass from both an emul-
sion and a solution, and in these the polymers or <O-
polymers may be the same or different. Some of the sol-
vent may be removed in the mixing, and to ensure the de-
sired tackiness the mixer may be heated towards the end
of the mixing. The solvent for polystyrene may be styrene
itself. As the styrene is volatile some of it is lost but it
appears to be polymerised to some extent during the
process. Preferably the styrene is used in catalyzed form,
because then it polymerises faster, with the result that
more of it is retained in polymer form in 'the dough-like
mass.

Homogeneous distribution of the fibres without degra-
dation is important, and the dough-like mass should be
formed in a mixer which will not produce excessive fibre
degradation. .

When polyvinyl chloride forms part of the polymeric
constituent, it is preferably introduced into the dough-
like mass in particulate form. It can also be introduced
as a dispersion, for example by mixing polyvinyl chloride
powder into the solution of the dissolved part of the
polymer constitvent. Any antimony oxide to be present
may also conveniently be mixed into this solution. Con-
veniently the styrene may be present not as the simple
homopolymer of styrene but as a copolymer with the di-
ester of maleic acid and a Cg alcohol sold under the trade-
mark “Alphanol” or with some other similar ester formed
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from an unsaturated dicarboxylic acid and an alcohol of
medium chain length or a mixture of such alcohols since
the ester moiety acts as a plasticiser for the styrene.

The calender used in forming the sheet may be of the
type comprising a large steam-heated bowl and a smaller
water-cooled bowl which can be moved apart from one
another. The dough-like mass is fed into the nip of the
calender, and at the end of each revolution the distance
between the bowls is increased, so that the mass is built
up in laminations on the hot bowl te the required thick-
ness.

The method of the invention is advantageous in that
calendering the dough-like mass to sheet causes little or
no degradation of the fibres to take place and leads to
only a little alignment of the fibres, thus avoiding pro-
nounced unidirectional strength. If, however, unidirec-
tional strength is required some continuous glass filaments,
such as those produced by spinning a large number of
monofilaments together, may be fed into the nip of the
calender to extend throughout the length of the resultant
sheet, at the expense of some loss of mouldability. Each
lamination formed on the calender bowl must be very
thin so that it wil substantially dry before the next lami-
nation is laid on it. Preferably each lamination is from
0.0004 to 0.001 inch thick.

The sheet, as it comes from the calender, may contain
voids and some residual volatile constituents which may
spoil the physical properties, translucency and general ap-
pearance. If so, it may be reheated and pressed to densify
and polish it. This is preferably done in a hydraulic press,
but may be done by passage through hot and cold rolls.

A rigid flat sheet according to the invention is shown
diagrammatically in the accompanying drawings, in
which:

FIGURE 1 shows a plan view of the sheet (assumed
for the sake of simplicity to be partly transparent so that
the disposition of the fibres is visible), and

FIGURE 2 shows a section of the sheet shown in FIG-
URE 1. _

The polymeric matrix of the sheet is indicated as 1, and
reinforcing fibres are shown generally as 2. In FIGURE
1, it can be seen that the fibres are randomly oriented
in the plane of the sheet, and from FIGURE 2 it is clear
that all the fibres lie substantially parallel to the plane
of the sheet. Various fibres, seen end-on in FIGURE 2,
are denoted 3.

Some examples will now be given.

Example 1

2.5 parts of asbestos fibre of average length from 0.15
to 0.20 inch were mixed for 15 minutes with 5 parts of
a 50% aqueous emulsion of polystyrene (of 50% solids
content) in a mixer fitted with central rotating spiked bars.
When the fibre was thoroughly wet, 2.5 parts of poly-
styrene granules in solution in 5 parts of toluene were
added and mixing was continued for 30 minutes. After
this time, a further 5.0 parts of polystyrene in 10 parts of
toluene were added and, finally, 7.5 parts of 14" staple
chopped glass roving was fed slowly into the mixer. Mixing
was continued for a further 30 minutes to make a total
of 75 minutes.

The dough-like mass produced was transferred to the
nip of a calender as described above. A sheet was formed
on the large bow!l maintained at 140° C. by opening the
nip at the rate of 0.0004” per revolution, this being
effected by means of a ratchet-and-pawl arrangement.

Final densification and polishing were effected by heat-
ing the calendered sheet in an oven at 150° C. for 5 min-
utes and pressing at ¥4 ton per square inch for 1 minute
in a hydraulic press fitted with water-cooled platens.

Example 2

30 parts of short asbestos fibre were wetted with 130
paris of an emulsion of a copolymer of styrene and ma-
leate ester (the emulsion containing 50% solids) in a
mixer, and then 45 parts of styrene with 2.25 parts of
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benzoyl peroxide and 1.15 parts of tertiary-butyl perben-
zoate were added. Finally 30 parts of ¥2"” chopped glass
roving were worked into the mass in the mixer. The mass
was formed into a sheet as in Example 1.

6

stituent was produced from styrene and butadiene, and for
similar unreinforced sheets, being given below.

5 Reinforced Unreinforeed
Example 3 polystyrene polystyrene
25 parts of solid polystyrene granules and 15 parts of et oo nsd ;zoggopﬁssll
a masticated copolymer of styrene and butadiene were Elexuralstrengﬁh ..................... %(;Eolobpsi.h S 026 0 lbs/ i
dissolved in 60 parts of styrene with 3 parts of benzoyl Pact Srengih- - oo oo oo finch..... 04K,
peroxide and 1.5 parts of tertiary-butyl perbenzoate. The 10

resultant solution was mixed with 30 parts of short as-
bestos fibre and 30 parts of ¥ inch chopped glass roving,
and then 50 paris of polystyrene emulsion (of 50% solids
content) were added and mixed. The subsequent steps
were the same as in Example 1.

Further examples of compositions which may be mixed
into dough-like masses and converted into sheets de-
scribed above are as follows:

Example 4

15

20

A further example will now be given to show the
preparation of a rigid sheet containing a minor propor-
tion of polyvinyl chloride.

Example 1

100 1bs. of a 60% solution in toluene of a copolymer
of styrene and the diester of maleic acid and “Alphanol,”

Parts 1Y% 1bs. of stearic acid, 43%2 lbs. polyvinyl chloride pow-
Asbestos . - ——— 30 der, 38%% Ibs. pulverised talc as filler, 2%% 1bs. of a mix-
V4" chopped glass roving 30 ture of stabilisers for polyvinyl chloride, ant 19 lbs. of

Emulsion of styrene—butadiene copolymer (50%

antimony oxide were mixed together for about 45 min-

solids content) — oo 50 25 ytes to form a solution phase. An aqueous phase was
Solution of pelystyrene in toluene (40% solids con- formed by mixing 14% lbs. of an aqueous dispersion of
tent) ... ——— -~- 60 pigment into 110 Ibs. of a 50% solid content aqueous
Example 5 emulsion of polystyrene. 174 1bs. of a mixture of grade
P Parts 3 and grade 4 asbestos fibres were mixed with about one
30 third of the solution phase in a 5 pike mixer over about
Asbestos ——— 50 . : .
1/ ; 50 minutes, and then the remainder of the solution phase
14" chopped glass roving 50 dded and mixed in for 5 to 10 minutes. The aque-
Emulsion of polystyrene (50% solids content) ... 100 Wwas added and mixed in 1or o 10 minuies. 1he aqu
. ous phase was then added and the mixing continued for
Polystyrene-butadiene copolymer .. _______ 50 . .
Dissolved in toluene 180 15 to 20 minutes to form a dough-like mass.
33  The dough-like mass was then transferred to the nip
Example 6 of a laminating calender of the type previously described.
Parts A sheet was formed on the large bowl, maintained at
Asbestos 50 ?.b(;;lt 140° Ci, l?y ogening the I;ip at thg ratedof 0;)(3104
14"’ chopped glass Toving — . 50 inch per revolution by means of a ratchet-and-pawl de-
Emulsion of polystyrene (50% solids content) ——__ 20 40 yice, until a sheet of the desired thickness was formed.
Polystyrene granules 75 Four sheets each 0.04 inch thick were then laminated
Acrylonitrile-butadiene copolymer ______________ 15 together by pressing in a press at 150° C.
Dissolved in toluene 18 The resultant laminated sheet is suitable for moulding
purposes.
Example 7 45 If desired, one or more surface layers may be lami-
Parts nated onto the sheets to produce a decorative surface;
?SECS;?S “d“i-- - 28 the product is then suitable for use, for instance, as wall
2" chopped glass roving - panelling. Thin, decorative or plain-surfaced films or
Emullsm? of copolymer of styrene and di-alphanol 100 50 sheets of thermoplastic material can be applied to the
maleate _— —_—

Polystyrene dissolved in toluene (50% solution) ___ 100

reinforced sheets, at the densification stage, to produce
attractive decorative surfaces, of improved weathering re-

Toluene (as additional wetting agent) - ——eeue-- 13 sistance, or merely to hide the visible fibre pattern on
Example 8 the reinf.orced she_ets. Naturally pi_gme_nts and fillers may
Parts 55 alsp be_ included in j:he sheets, being incorporated as re-
ASBESIOS - o e 50 quiretli in the dough-like mass.
chopped glass roving - 50 caim: . . . .
Emulslogpof %nethylmethacrylate (30% solids con- 1. In a method of producing a rigid thermoplastic
fent) oo 50 sheet, the steps_of : . .
Solution of copolymer of methylmethacrylate and 60 (,a)' io_nvelytm_g (1) a thermoplastic polymeric mate-
ethylacrylate dissolved in toluene (40% solids rial in liquid form selected from the group consist-
e ——h D ol sl d b ns ) e v
P ; o ugh-like mass,
Toluene (as additional wetting agent) ——-—-------- 3 said polymeric material being substantially rigid at
Example 9 room temperature and comprising at least a major
Parts 98 proportion of a polymeric constituent based on a
Asbestos ... —— 255 monomer selected from the group consisting of sty-
14" chopped glass rovmg — 255 rene, methylmethacrylate and acrylonitrile;
134" staple polyester fibre —l (b) feeding the dough-like mass into the nip between
Solut@on of polystyrene in catalysed styrene (40% 0 two calender bowls, one of which is heated, and
solids content) - - --- 110 gradually increasing the distance between the bowls,
Polystyrene emulsion (50% solids content) —-—————— 50 the mass being built up in laminations on the heated
Sheets produced by the method have exhibited high bowl; cutting the sheet thus formed on the bowl,
tensile, compressive, flexural and impact strengths, com- and removing it from the bowl; allowing the sheet
parative figures for sheets in which the polymeric con- 75 thus removed to cool to a rigid product.
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2.. A met}lod ac'co.rding to7 clgim 1 in which t‘he poly- Refereng,s Cited
e consitvent s lirodeed oty e Geugh ke UNITED STATES PATENTS

3. A method according to claim 1 in which the poly- 3,049,459  8/1964 Smith et al. ... 161—184 X
meric material comprises in addition a minor propor- & 3:2‘713:?3; ;7; iggg ﬁ‘;ﬁi:ﬂﬂ_:;—;:-}g?:iggi

tion of a polymeric constituent selected from the group

comsisting of homopolymers and copolymers of Vimyl  poBERT F. BURNETTE, Primary Examiner
chloriae. . )

4. A method according to claim 3 in which vinyl chlo- M. A. LITMAN, Assistant Examiner
ride homopolymer is introduced into the dough-like mass 10
in particulate form. ) US. CL. X.R. _
5. A method according to claim 1, in which at least 156—243, 246; 161—60, 170; 117—16, 111: 264—216
80% of the fibres have a length of less than 1 inch. ’ ’ ’ . ’ ’
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