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Description

Technical field of the invention

[0001] The present invention relates to a process for producing polymers. The invention further relates to a process
for producing a product such as a container, film or fabric, from the polymers.

Background art

[0002] The production of polymers is part of a very large industry, and polymers are used for manufacturing of a vast
number of different products, such as containers, bottles, films, and fabrics. Plastic bottles for beverages, are forexample
often made from polymers of PET-type. In order to achieve good performance of the polymer, both during the manufac-
turing of the products, and for the later use of the product, certain properties of the polymers are needed, such as high
intrinsic viscosities. During traditional production of PET, a polymerisation step is followed by an inefficient, time con-
suming, expensive, and low through-put step of solid state polymerisation, which requires large quantities of nitrogen.
Such a step is a disadvantageous bottle neck in the production line.

Summary of the invention

[0003] One purpose of the present invention relates to providing a novel process for producing polymers having at
least one of longer polymer chains, higher molecular weights, higher intrinsic viscosity. Another purpose of the present
invention relates to providing a novel process for producing polymers, followed by molding, extruding, or spinning of the
polymers into products.

[0004] According to a first aspect, the present invention relates to a process for producing polymers, comprising the
steps of reaction of a mixture, comprising monomers and comonomets, said comonomers having double bonds, into
reaction products comprising oligomers having at least one double bond; meltpolymerisation of said oligomers into a
polymer comprising double bonds in the backbone.

[0005] Reaction of a mixture comprisingmonomers and comonomers, may result in reaction products being oligomers,
which oligomers is build from combinations of the monomers and the comonomers. Thus, the oligomers may comprise
aproduct of one monomerand one comonomer. The oligomers may comptrise a product of two monomers. The oligomers
may comprise a product of two monomers and one comonomer. The oligomes may comprise a product of two comon-
omers and one monomer. Oligomers may also comptrise larger number of monomers and/or comonomers, such as four,
or larger.

[0006] The double bonds of the comonomers may result in the polymer comprising double bonds.

[0007] The comonomer may comprise the structure of structural formula 1:

[0008] The carbon-carbon double bond in structure 1 may be referred to as a vinylic double bond or a vinyl double
bond. Thus, the structure 1 comprise a vinyl group or a vinylic group represented by the formula:

N
PN

[0009] The vinylic group may be part of an acrylic group.
[0010] For the structural formulas presented within square brackets, the bonds going outside of the brackets should
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be viewed as bearing an atom or a group or a molecule suitable for the invention. In a simple form the bonds may bear
for example a hydrogen atom.
[0011] The comonomer, according to the invention, may comprise the structure of structural formula 2.

[0012] According to the present invention, the discussions, above and below, regarding the double bonds of the
backbone, may regard solely the vinylic double bond of structural formula 1, 2 or 3. Thus, said discussions may, when
suitable, not concern the aromatic double bonds of the aromatic ring, or the carbon-oxygen double bonds of the carbonyl
groups, of the structural formula 1, 2, or 3.

[0013] The structural formula 2 may bring at least one double bond(s) into the backbone of the polymer. The bond
between the carbonyl carbon and the benzene ring of structural formula 2, may be linked to any suitable non-occupied
carbon of the benzene ring. Thus, with respect to the vinylic group of the structural formula 2, the bond between the
carbonyl carbon and the benzene ring may be in ortho-, meta-, or para-position. It is preferred that the position is meta
or para. The vinylic group of one polymer may be reactive towards a vinylic group of another polymer, and thus bond
(s) may be formed between polymers involving the double bonds of the vinylic groups. It should be understood that in
discussions concerning reactions including double bonds,

[0014] it may well be that the double bond is converted to a single bond during the reaction. Therefore the double
bond may cease to exist during the reaction. However, even though a double bond may have ceased to exist during the
reaction references may be made in the discussions, eg. to a bond between a group and such a double bond.

[0015] The polymer from the step of melt polymerisation may comprise a structural element described by structural
formula 3:

[0016] The structural formula 3 is relevant, for example, for polyesters according to the invention.
[0017] The polymer from the step of melt polymerisation may comprises a structural element described by structural
formula 4:
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[0018] The structural formula (4) may be relevant, for example, for polyamides according to the invention. A group
indicated by R, may for the case of structural formula 4, be a hydrogen atom, but it may be another atom or group which
is suitable for the invention. The R to the left may indicate a different atom or group than the R to the right, or an identical
group.

[0019] The discussions above regarding structural formula 2 are, where applicable, also relevant for structural formula
3or4.

[0020] The structural formula 2 and/or 3 may be comprised in acomonomer accordingto the invention. The comonomer
may be defined by the structural formula 5, wherein R4 and R, may be selected independently, and for example from
the group comprising H, methyl, ethyl, propyl, butyl, CHs, C5Hs, C5H7, C4Hg.

O

QA A N OR» 5)

RO X

[0021] The discussions above regarding structural formula 2, 3, or 4 are, where applicable, also relevant for structural
formula 5.

[0022] The comonomer according to the invention may be efficient for introducing a double bond or a vinylic bond in
the backbone of a polymer. Such bonds may be efficient for further reactions involving the polymer. The double bonds
may be used, for example, for growing of the polymer chains.

[0023] The process according to the invention may further comprise the step of growing of the polymer chains by
means of exposure of the polymer chains to an initiator selected from the group comprising UV-light, radical initiator, or
free radical.

[0024] According to one embodiment of the invention, the step of growing of the polymer chains comprises chemical
binding of the polymer chains, which binding involves the vinylic double bond of structural formula 1, 2, 3 or 4.

[0025] The double bonds of the polymer may be used for growing of the polymers. The growing may result in, for
example, longer polymer chains, and/or higher molecular weights of the polymers, and/or higher intrinsic viscosities,
hereafter referred to as 1V, of the polymers. For the case below where values of IV are given, the unit dL/g applies, and
the IV is determined using a solution of 1,1,2,2,-tetrachloroethane and phenol (50% weight by weight), with an ubbelohde
type of viscometer.

[0026] Exposure of the polymer chains to said initiator may result in said growing of the polymers.

[0027] The step of growing of the polymer chains may comprise chemical binding of the polymer chains, which binding
involves said double bonds in the backbone.

[0028] Said double bonds inthe backbone may be efficient for the chemical binding of the polymer chains. The chemical
binding of the polymer chains may, for example, be predetermined by means of the number of double bonds or the
position of the double bonds of the first polymer. For example, according to the invention, the chemical binding may
result in polymers which are longer than the polymers formed in the melt polymerisation step. According to the invention,
a low degree of cross-linking, or essentially no cross-linking, may occur. For example the double bonds may be at the
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ends of the polymers from the melt-polymeisation step, which may result in prolongation of the polymers with no or a
low degree of cross-linking of the polymers from the step of growing of the polymers. All double bonds of the polymers
may not be involved in said chemical binding.

[0029] According to one embodiment of the invention, it may be preferred that 1 double bond per polymer chain is
involved in the chemical bonding. For example 1, 2, 3, 4, 5, or more double bonds of a polymer chain may be involved
in said chemical binding.

[0030] The chemical binding may, for example, be the forming of a covalent bond from reaction of said double bonds.
Other bonds than covalent bonds, or interactions, between the polymer materials may also exist or be formed. For
example ionic bonds, dipole interactions, hydrogen bonds, or Pi-interactions. Combinations of two or more of different
types of bonds or interaction may exist, according to the invention.

[0031] The cross-linking density of the polymers resulting from the growing of the polymer chains may be 0-20%, such
as 0.01-20%, 0.01-10%, 0.1-10%, 0.1-5%, or 0.1-1%. The cross-linking density may, for example, be 1-10%. The cross-
linking density may refer to (the number of monomers and comonomers, of a polymer, being crosslinked)/(the number
of monomers and comonomers, of a polymer, not being crosslinked).

[0032] The IV of the polymer from the meltpolymerisation step may be below 0.6. The IV of the polymer from the
growing of the polymer chain step may be above the IV for the polymers from the step of melt polymerisation, and
preferably above 0.6, and more preferably in the range of 0.6 -1.1. A higher IV may be beneficial in the further processing
of the polymers, for example treatment according to molding, extruding or spinning. The IV of the polymers from the
growing of the polymer chain step may be, for example, in the range of 0.6-1.1.

[0033] The growingofthe polymer chain, accordingto the invention, may be preceded by a step of drying of the polymer.
[0034] Drying of the polymer may result in loss of water from the polymers. Drying of the polymer may result in more
efficient growing of the polymer chain.

[0035] The steps of drying and growing, of the polymer chains, may occur simultaneously. The polymers from the
step of melt polymetisation may be processed in a single step comprising drying of the polymer chains and growing of
the polymer chains. For example the polymers may be dryed, during which drying the polymers are exposed to an
initiator, which initiator may be selected from the group comprising UV-light, radical initiators, and free radicals, or
combinations thereof.

[0036] The step of drying may be preceded by a step of cutting into granules the polymer fromthe of melt polymerisation
step. Polymers in the shape of granules may be easy to handle and efficiently be treated accorded to the invention.
[0037] The polymer from the step of melt polymerisation may comprise a structural element described by structural
formula 2, which structural element is present at Y-20, Y-10, Y-5, Y-2, Y-1, or Y-0.1% by weight of the polymer, or by
weight of the monomers of the mixture, wherein Y ranges from 0.01-0.1%, for example, 0.01, 0.025, 0.05, 0.075, or 0.1%.
[0038] The comonomermay be present at Z-20, Z-10, Z-5, Z-2, Z-1, or Z-0.1% by weight of the polymer, or by weight
of the monomers of the mixture, wherein Z ranges from 0.09-0.1%, for example, 0.01, 0.025, 0.05, 0.075, or 0.1%.
According to one embodiment of the invention a concentration of 0.01-20% of comonomer by weight of the monomers
of the mixture is preferred.

[0039] The chemical binding may be initiated by UV-light, radical initiators, or free radicals. UV-light, radical initiators,
or free radicals may be used, for example, for initiating reactions between the double bonds of the polymers. The UV-
light may for example comprise light with wavelengths between 100 nm and 400 nm, but UV light may also be considered
to comprise other wavelengths, which may be used according to the invention. Other wavelengths that wavelengths
comprised by UV light may also be suitable for the invention and may be used according to the invention.

[0040] Theradicalinitiator may be selected fromthe group comprising: halogen molecules; azo compounds, comprising
for example AIBN and ABCN; and organic peroxides, for example di-t(tertiary)-butylperoxide, Benzoyl peroxide, Methyl
ethyl ketone peroxide, and acetone peroxide. Other radical initiators comprising the groups R-N=N-R’, or R"-0-O-R",
that are useful according to the invention may be included in the group. Initiators may, for example, be selected from
the group comprising Dibenzoylperoxide, t-butylhydroperoxide, lauroyl peroxide, di-t-butylperoxide, 2,5-dimethyl-2,5-di
(t-butylperoxy) hexane, t-butylperbenzoate, 1,1,3,3-tetramethylbutyl hydroperoxide, 2,5-dimethyl-2,5-di(t-butylperoxy)
hexane, 2,5-dimethylhexyl 2,5-diperoxybenzoate, and combinations thereof. Other suitable initiators may be used for
the purpose.

[0041] According to the invention, the step of growing of the polymer chains may comprise chemical binding of the
polymer chains, which binding involves said double bonds in the backbone. Such a binding may involve a linking group
formed between the polymer chains. The linking group may be any group suitable to forming a link between the polymer
chains. The linking group may comprise or be selected from the group comprising S,, CH,, C5H,, CqHg, C4Hg, CsHyg,
C,H,, C4Hy, vinyl group, and acryl group, and combinations thereof. Any suitable and known reagents or melecules
may be used to form the linking group.

[0042] The polymer from the step of melt polymerisation may be, for example, a polyester or a polyamide. It may be
preferred that the polymer is a polyester.

[0043] The monomer may be ethylene glycol, dialkyl terephthalate, or phthalic acid. Such monomers may be used in
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synthesis of, for example polyesters. The monomers may further be different suitable diamines, for example etylenedi-
amin. Such diamines may be used in synthesis of polyamides. For synthesis of polyamides, glycol may be replaced by
diamine. Other monomers or comonomers suitable for preparing polymers, for example polyesters or polyamides, may
be used according to the invention. Suitable combinations of the monomers above may be selected.

[0044] The mixture may comprise an initiator selected from the group consisting of Dibenzoylperoxide, t-butylhydroper-
oxide, lauroyl peroxide, di-t-butylperoxide, 2,5-dimethyl-2,5-di(t-butylperoxy) hexane, t-butylperbenzoate, 1,1,3,3-tetram-
ethylbutyl hydroperoxide, 2,5-dimethyl-2,5-di(t-butylperoxy) hexane, 2,5-dimethylhexyl 2,5-diperoxybenzoate, and com-
binations thereof. Other suitable initiators may also be used for the purpose.

[0045] The step of reaction of said mixture, comprising monomers and comonomers, may be an ester interchange
reaction. Such a step, comprising an ester interchange reaction, may be used in the production of polyesters.

[0046] According to a second aspect, the present invention relates to a process for producing a product, which process
may comprise the process according to the invention as described above, and further comprising a step selected from
the group consisting of molding, extruding or spinning. Such a step may be efficient for producing products from the
polymers according to the invention.

[0047] The product may be for example a container, film, sheet, pipe, fabric or unsaturated polyester resins.

[0048] The discussions above concerning one aspect of the invention may be applied to the other aspect of the
invention where applicable.

[0049] The polymer, according to the invention, may be a polyester or a polyamide. The polymer may also comprise
a polyester or a polyamid, combined with other types of polymers.

Brief description of the drawings

[0050]
Fig. 1 is a schematic illustration of polymerisation, according to one embodiment of the invention.

Detailed description of preferred embodiments of the invention

[0051] It should be emphasized that the preferred embodiments described herein in no way are limiting and that many
alternative embodiments are possible within the scope of protection defined by the appended claims.

[0052] With references being made to fig. 1, a process for producing polymers according to the invention is hereby
discussed. The process is divided in two steps, step | and step II.

[0053] Step | concerns reaction of a mixture comprising monomers (A, B) and comonomers (C), which comonomers
have double bonds. The products from the reaction of step | are oligomers (comprising for example AB and AC).
[0054] Step Il concerns melt polymerisation of the oligomers from step |, in which step polymers are formed.

[0055] Step | may be, for example, a transesterification reaction. The monomers A and B may be of different types,
and they may be for example ethylene glycol, dialkyl terephthalate, or phthalic acid. The comonomer may, for example,
be described by structure formula 5, whereby the groups R4 and R, may be alkyl groups, and for example methyl| or
ethyl groups.

[0056] The monomers and comonomers of step | are brought in contact suitably and according to what is known to a
man skilled in the art, such that oligemers are formed from the monomers. Suitable catalysts may be present for that
purpose, and suitable polymerisation conditions are realised.

[0057] Forstep Il, the oligomers from step | are brought together and polymer chains are formed. The polymer chains
may be described by the formula:

4B A0 |

[0058] Wherein n1 is an integer of one or higher, and n2 is an integer of one or higher, such that the sum of n1 and
n2 is ten or larger.

[0059] Both steps | and Il are catalysed. Step | is conducted under mild pressure (<1bar), where as the Step Il is
conducted under very low pressure or vacuum (<3mmHg abs.)

[0060] The steps | and Il may be followed by additional steps, for example drying and/or growing. The growing may
comprise by solid state polymerization. For the growing, conditions are realised such that the double bonds, originating
from the comonomers, of the polymers are reacting such that chemical bonds are formed between them. The polymer
chains from step Il, thus, may become branched or even crosslinked.

[0061] In step |, suitable monomers and the comonomers according to the invention are brought together. The comon-
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omer thus may take part in a randomly organised ester interchange reaction with removal of excess water and alcohols.
The monomer mix may then be polymerised under vacuum in step |, where the comonomers according to the invention,
comprising double bonds, takes place in the growing chain randomly. The melt polymerisation may be terminated or
quenched such that the double bonds are positioned amongst the last 20% of the building blocks of the polymer, wherein
the building blocks may be for example monomers or comonomers, or such that the double bonds of the polymers are
positioned anywhere of the polymer chains, as the end building block of the polymer chains. Such positions of the double
bonds in the backbone of the polymer chains may result in efficient prolongation of the polymer chains during the step
of growing of the polymer chains, and such positions of the double bonds in the backbone of the polymer chains may
resultin a low degree of branching or no branching of the polymer chains during the step of growing of the polymer chains.

Example 1 - Polymerisation

[0062] 100 g of dimethylterepthalate (DMT), 55 g monoethylene glycol (MEG), 0.54 g 1-Methyl 4-(2-carboxyvinyl)
benzoate monomer, 0.05 g antimony trioxide (Sbo,O3) and 0.034 g of manganese triacetate (Mn(OAc), 5H,0) were
placed into a 250ml round-bottom-flask, equipped with reflux condenser, nitrogen bleed and a stirrer.

[0063] The flask was placed into an oil bath, nitrogen bleed was started, and the oil bath was heated at a rate of 5°C/
minute, until DMT had melted completely. Boiling started at 140°C and methanol started to reflux.

[0064] Reflux condenser was converted to distillation and methanol was distilled off at 65°C. The reflux temperature
was increased to 196°C after the methanol evolution was completed (33 g) and MEG distillation started.

[0065] 0.03 gr of 20% phosphoric acid was added to the mixture, which was stirred for 2 minutes under nitrogen
atmosphere. Nitrogen bleed was stopped and replaced by vacuum. The vacuum was maintained at 5 mmHg at 285°C
until most of the excess MEG was removed (22 g), during 30 minutes. The remaining reaction was conducted at 0.5
mmHg and 290°C. MEG distillation completed after 2 hours. Vacuum was replaced by nitrogen, the heating and the
stirring was stopped and the flask adjusted to room temperature. The flask was broken and the resultant polymer was
crushed into flakes. At this stage, the formed polymer had an IV of 0.35-0.7.

Claims

1. A process for producing polymers, comprising the steps of:
- reaction of a mixture, comprising monomers and comonomers, said comonomers having double bonds, into
reaction products comprising oligomers having at least one double bond

- meltpolymerisation of said oligomers into a polymer comprising double bonds in the backbone.

2. Process accordingto any one of the preceding claims, wherein the comonomer comprises the structure of structural
formula 1

3. Process accordingto any one of the preceding claims, wherein the comonomer comprises the structure of structural
formula 2
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Process according to anyone of the preceding claims, further comprising the step of:

- growing of the polymer chains by means of exposure of the polymer chains to an initiator selected from the
group comprising UV-light, radical initiator, or free radical.

Process according to claim 5, wherein the step of growing of the polymer chains comprises chemical binding of the
polymer chains, which binding involves said double bonds in the backbone.

Process according to claim 5, wherein the cross-linking density of the polymers resulting from the growing of the
polymer chains is 0.0-20.0%.

Process according to any one of claims 5 to 6, wherin the [V of the polymer from the growing of the polymer chain

step is larger than the IV for the polymers from the step of melt polymerisation, and preferably larger than 0.6, and

more preferably in the range of 0.6-1.1.

Process according to anyone of claims 5 to 7, wherein the growing of the polymer chain is preceded by a step of:
- drying of the polymer.

Process according to claim 8, wherein the steps of drying and growing occurs simultaneously.

Process according to claims 8 or 9, wherein the step of drying is preceded by a step of cutting into granules the
polymer from the melt polymerisation step.

Process according to any one of the preceding claims, wherein the comonomer is present at 0.01-20.0% by weight
of the polymer.

Process according to any one of the preceding claims, wherein the polymer is a polyester or a polyamide.

Process accordingto any one of the preceding claims, wherein the monomers are selected from the group consisting
of ethylene glycol, dialkyl terephthalate, or phthalic acid.

Process according to any one of the preceding claims 4-13, wherein the mixture comprises an initiator selected
from the group consisting of Dibenzoylperoxide, t-butylhydroperoxide, lauroyl peroxide, di-t-butylperoxide, 2,5-dime-
thyl-2,5-di(t-butylperoxy) hexane, t-butylperbenzoate, 1,1,3,3-tetramethylbutyl hydroperoxide, 2,5-dimethyl-2,5-di
(t-butylperoxy) hexane, 2,5-dimethylhexyl 2,5-diperoxybenzoate.

A process for producing a product comptising the process according any one of the preceding claims, further
comprising a step selected from the group consisting of molding, extruding or spinning.

A polymer obtainable by the process according to any one of claims 1-15.
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Step I
A+B 2AB
A+C 2>AC

Step I
n1 (AB) + n2 (AC) - {(AB)n1(AC)nz 1

Fig. 1
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