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Description
Field of invention

[0001] The present invention relates to a process for production of polyethylene terephthalate. The invention further
relates to products obtainable from the process. Yet further, the invention relates to polyethylene terephthalate chips.

Technical background

[0002] Polyethylene terephthalate, or PET, is a widely used thermoplastic polymer. PET has been known since before
the middle of the last century. PET is known to be used for fibres, containers, and films.

[0003] The production of PET commonly involves reacting ethylene glycol and dimethyl terephthalate or terephthalic
acid. Used catalysts frequently contain heavy and/or toxic metals, or example Antimony, zinc or Germanium. After
manufacturing of the PET metal from the catalyst remain in the product, which is a problem due to a toxicity of the metals,
which is of particular relevance with PET containers intended for use with food stuff, such as bottles, and other products
in contact with humans, such as clothes made from PET yarn. Antimony may be removed from the PET by washing,
which adds to process complexity and cost of the product.

[0004] Different end uses for the PET require different characteristics of the PET. PET to be used for fibre, film, or
bottle production must have specific properties including a minimum intrinsic viscosity, and the specific properties are
difficult to achieve, particularly in large scale production.

[0005] Thus, there is a need for efficient large scale production of PET with minimized content of toxic metals, which
PET is suitable for fibre, film or bottle production.

Summary of invention

[0006] A purpose of the present invention is to provide production of polyethylene terephthalate without one or more
disadvantages of prior art.

[0007] Another purpose of the present invention is to provide efficient production of polyethylene terephthalate with
minimised levels of heavy and/or toxic metals.

[0008] Yet another purpose of the present invention is to provide efficient production of polyethylene terephthalate
with minimised levels of antimony and/or zinc.

[0009] Yet another purpose of the present invention is to provide efficient production of polyethylene terephthalate
with minimised levels of antimony and/or zinc suitable for fiber, film, and bottle production.

[0010] It is a further object of the present invention to provide such production of polyethylene terephthalate in large
scale.

[0011] These and other objects of the invention are at least partly met by the invention as defined in the independent
claims. Preferred embodiments are set out in the dependent claims.

[0012] According to afirst aspect, there is provided a process for production of polyethylene terephthalate comprising
the steps of, providing a terephthalic acid monomer, providing ethylene glycol; providing a titanium based catalyst;
esterification of a mixture of the monomer, ethylene glycol and titanium based catalyst in at least two steps, wherein the
esterification temperature is in a range of 250°C to 280°C and increased, within the range, in each subsequent step;
polymerisation at a temperature in a range of 260°C to 290°C in at least two steps and is increased or kept constant,
within the range, in each subsequent step to obtain the polyethylene terephthalate.

[0013] Such a process provides for efficient production of polyethylene terephthalate (PET), without toxic metals, and
suitable for production of fibre, film, and bottle grade PET, and products including, for example, PET fibres, PET films,
and PET bottles.

[0014] Terephthalic acid monomer is a suitable starting material for the process.

[0015] A titanium based catalyst is efficient for the polyethylene terephthalate (PET) production. Further, the titanium
based catalyst makes it possible to produce PET without zinc or antimony, and thus efficient production of zinc and
antimony free PET.

[0016] The temperature ranges provides for efficient PET production, with desired quality and properties of the PET.
[0017] The titanium based catalyst may comprise titanates. The titanium based catalyst may comprise compounds
selected from the group Ti(OR)4, wherein R is an organic compound; organic acid alkaline metal titanum salts, and
titanium alkylphosphate complexes; and any combination thereof. Examples of compounds that may be used include
tetra-n-propyltitanate, tetraisopropyl titanate, tetra-n-butyl titanate, tetraphenyltitanate, tetracyclohexyl titanate, tetraben-
zyltitanate, tetra-n-butyl titanate tetramer, titanium acetate, titanium oxalates, sodium or potassiumtitanium salts, sodium
or potassium titanates, titanium halides, titanate hexafluorides of potassium, manganese and ammonium, titanium acety-
lacetate, titanium alkoxides, titanate phosphites, titanium alkyl phosphate, and titanium phospate, and any combination
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thereof. Examples of suitable catalysts are titanium alkylphosphate complexes, e.g. titanium buthyl phosphate complex;
organic acid sodium titanium salts and/or organic acid potassium titanium salts, e.qg. citric acid sodium titanium salt.
[0018] Tyzor® Activate™ 436, and 422, and Tyzor® IAM are examples of usable catalysts.

[0019] When the titanium based catalyst comprises Ti(OR),, R may be alkyl, such as butyl, or an organic acid.
[0020] The titanium based catalyst may comprise titanium citrate.

[0021] The terephthalic acid may be purified terephthalic acid.

[0022] The esterification temperature in a first step may be in a range of 255°C to 270°C, preferably 257°C to 267°C
and in a second step may be in a range of 259°C to 280°C, preferably 265°C to 275°C.

[0023] Such temperature ranges provides for efficient PET production, with desired quality and properties of the PET.
[0024] The polymerization temperature in a first step may be in a range of 265°C to 280°C, and in a second step may
be in a range of 275°C to 285°C.

[0025] Such temperature ranges provides for efficient PET production, with desired quality and properties of the PET
[0026] The process may comprise polymerization in a third step at a temperature in a range of 280°C to 285°C.
[0027] Thus, efficient finishing is obtained.

[0028] The esterification in the first step may be performed during a retention time of 180 to 300 minutes, and the
esterification in the second step may be performed during a retention time of 80 to 110 minutes.

[0029] Such retention times provides for efficient PET production, with desired quality and properties of the PET.
[0030] The polymerisation in the first step may be performed during a retention time of 60 to 90 minutes, and the
polymerisation in the second step may be performed during a retention time of 60 to 90 minutes, and, optionally, the
polymerisation in the third step may be performed during a retention time of 60 to 90 minutes.

[0031] Such retention times provides for efficient PET production, with desired quality and properties of the PET.
[0032] The process may further comprise addition of additives chosen from the group colouring agents, fillers, dulling
agents, stabilizers, anti-crystallisation agents, pinning agents. Examples of fillers may be selected from calcium carbon-
ate, and barium sulphate. Examples of dulling agents may be selected from barium sulphate, and titanium dioxide.
Examples of stabilizers may be selected from phosphorous containing compounds, such as phosphoric acid, polyphos-
phoric acid and phosphates. Examples of anticrystallization agents may be selected from isophtalic acid, diethylene
glycol, cyclohexanedicarboxylic acid (CHDA), and cyclohexanedimethanol (CHDM). Also, any combination of the men-
tioned compounds may be provided.

[0033] Alkali metals, such as, for example, lithium and/or sodium, and/or earth alkaline metals, such as, for example,
magnesium may be added to provide conductivity management.

[0034] Diethylene glycol may be added before or during the polymerisation.

[0035] Diethylene glycol may be added before the polymerisation, and after the esterification.

[0036] Addition of diethylene glycol provides for, for example, efficient control of the crystallinity of the end product for
bottle grade PET, and dye take-up for textile end products.

[0037] IPA, CHDA, CHDM may be added to first step of esterification. Thus, crystallinity and transparency may be
controlled to provide film, or bottle grade PET.

[0038] The process may further comprise manufacturing of polyethylene terephthalate chips or fibres comprising the
polyethylene terephthalate obtained from the polymerisation.

[0039] The polyethylene terephthalate chips may be of film grade, of bottle grade, or of fibre grade.

[0040] Thus, suitable and desirable properties of the PET may be obtained.

[0041] The process may further comprise addition of ethylene glycol to an esterification step.

[0042] Thus, efficient esterification is obtained.

[0043] The process may further comprise an ethylene glycol separation step, wherein a gaseous stream from at least
one of the esterification steps is subjected to a distillation to recover ethylene glycol.

[0044] Thus, efficient PET production is obtained.

[0045] The recovered ethylene glycol may be recycled to an esterification step.

[0046] The recovered ethylene glycol may be recycled via a filtering media in which activated carbon is present. The
filtration using said filtering media may be performed before recyling the recovered ethylene glycolto an esterification step.
[0047] Thus, efficient use of the ethylene glycol is obtained with minimised losses of chemicals, providing for efficient
PET production.

[0048] The esterification temperature in a first step may be in a range of 260°C to 264°C, and in a second step in a
range of 267°C to 271°C,

the polymerization temperature in a first step may be in a range of 271 °C to 275°C, and in a second step in a range of
279°C to 283°C, and

optionally, the polymerisation in a third step may be at a temperature in a range of 282°C to 284°C.

[0049] According to a second aspect, there is provided a polyethylene terephthalate chip characterised by having an
intrinsic viscosity of at least 0.6, preferably 0.6-0.8, and a content of -COOH of 50 or below eqg/ton.

[0050] The polyethylene terephthalate chip may have an intrinsic viscosity of 0.6 to 0.66, a content of COOH of 40
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mol/ton, or below, a glass transition temperature of 70-80°C, and optionally a SMR of 5-80 x 107 OHMS.cm. Such PET
chips may be characterised by being of film grade.

[0051] The polyethylene terephthalate chip may have an intrinsic viscosity of 0.6 to 0.64, a content of -COOH of 30-50
eqg/ton, a glass transition temperature of 70-85°C. Such PET chips may be characterised by being of bottle grade after
an SSP process.

[0052] The polyethyleneterephthalate chip may have anintrinsic viscosity of 0.64 to 0.75, a glasstransition temperature
0f 70-80°C, and optionally a TiO, content of 0-2%, and a DEG content of 0.5-1.5%. Such PET chips may be characterised
by being of textile or fibre grade.

[0053] According to athird aspect, there is provided a polyethylene terephthalate product obtainable according to the
process according to the first step.

[0054] Accordingtoafourth aspect, thereis provided afilm comprising the polyethylene terephthalate product according
to the second aspect.

[0055] Further features of, and advantages with, the present invention will become apparent when studying the ap-
pended claims and the following description. The skilled person will realise that different features of the present invention
may be combined to create embodiments other than those described in the following, without departing from the scope
of the present invention.

[0056] According to an additional alternative aspect, there is provided a a process for production of polyethylene
terephthalate comprising the steps of, providing a dimethyl terephthalate monomer; providing ethylene glycol; providing
a titanium based catalyst; esterification of a mixture of the monomer, ethylene glycol and titanium based catalyst in at
least one step, wherein the esterification temperature is in a range of 220°C to 255°C, preferably 230°C to 245°C, such
as 235°C to 245°C; polymerisation at a temperature in a range of 275°C t0 295°C in at least one step, and optionally
finishing polymerisation at 285°C to 295°C, to obtain the polyethylene terephthalate.

[0057] The titanium based catalyst may be added after a step of esterification and before the polymerisation.

Brief description of figures

[0058]
Fig.1 is a schematicillustration of a process for production of polyethylene terephthalate according to anembodiment.
Fig.2 is a schematicillustration of a process for production of polyethylene terephthalate according to anembodiment.
Fig.3 is aschematicillustration of a process for production of polyethylene terephthalate according to anembodiment.

Definitions

[0059] As used herein, PET refers to polyethylene terephthalate,
[0060] As used herein IV refers to intrinsic viscosity.

Detailed description

[0061] The presentinvention will now be described more fully hereinafter with reference to the accompanying drawings,
in which preferred embodiments of the invention are shown. This invention may, however, be embodied in many different
forms and should not be construed as limited to the embodiments set forth herein; rather, these embodiments are
provided for thoroughness and completeness, and fully convey the scope of the invention to the skilled person.

[0062] The present invention makes it possible to efficiently produce polyethylene terephthalate, or PET, and allows
for production of PET with desirable properties. It will be appreciated that PET suitable for fibre, film and bottle production
may be realised. It is an advantage with the process, that PET free of zinc and antimony, or any heavy or toxic metals,
is obtained.

[0063] As used herein, PET of textile or fiber grade, film grade, and bottle grade intend to describe PET, which can
be described as having an intrinsic viscosity within the range of 0.64-0.75, 0.6-0.66, and 0.57-0.64, respectively. In order
to suit the use of the PET of the different grades, it is desirable that the PET have specifications according to table 1.

Table 1: Examples of specifications of PET of different grades.

PET grade \" COOH | Glass transition temperature, Tg | SMR

Unit eg/ton °C OHMS.cm
Film 0.6-0.66 <40 70-80 5-80 x 107
Bottle 0.57-0.64 | 30-50 70-85
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(continued)
PET grade v COOH | Glass transition temperature, Tg | SMR
Fibre/textile | 0.64-0.75 70-80

[0064] Further, PET ofthe film grade may be of Super bright quality withoutany added TiO,, and wherein the conductivity
may be controlled with metal additives, for example selected from the list consisting of Mg, Li, Na, and Ca, or combinations
thereof. PET of the bottle grade may be of Super bright quality without any added TiO,, and wherein the Crystallinity
and transparency may be regulated by additives, for example additives selected from the group consisting of DEG, IPA,
CHDM, CHDA and other suitable comonomers, or combinations thereof. PET of the fibre or textile grade may include
TiO,, and may be characterised by having TiO, content of 0-2%, and a DEG content of 0.5-1.5%.

[0065] With reference to figure 1, an embodiment will now be described. Figure 1 schematically illustrates a method
1 for production of polyethylene terephthalate. The method 1 comprises the steps of, providing a terephthalic acid
monomer 2; providing ethylene glycol 4; providing atitanium based catalyst 6; esterification 8 of a mixture of the monomer,
ethylene glycol and titanium based catalyst in at least two steps, wherein the esterification temperature is in a range of
250°C to0 280°C and increased, within the range, in each subsequent step; polymerisation 10 at a temperature inarange
of 260°C t0 290°C in at least two steps and is increased or kept constant, within the range, in each subsequent step to
obtain the polyethylene terephthalate.

[0066] The titanium based catalyst may comprise Ti(OR),, wherein R may be any suitable organic compound such
as alkyl, such as methyl, ethyl, propyl, or butyl, or an organic acid, such as citrate. For example the titanium based
catalyst may be a catalyst commercially avaliable as CTL Ti638 or CTL Ti184 as obtained from CTLi England.

[0067] With reference to figure 2, another embodiment will now be discussed. Figure 2 schematically illustrates a flow
scheme of a system and a method 1 for production of polyethylene terephthalate . The method 1 comprises the steps
of, providing a terephthalic acid monomer 2 ; providing ethylene glycol 4; and providing a titanium based catalyst 6.
Thereafter, esterification 8 of a mixture of the monomer, ethylene glycol and titanium based catalyst is performed in a
first esterification step 12 and a second esterification step 14, wherein the esterification temperature in the first step is
inarange of 255°C 10 270°C, preferably 257°C t0 267°C, and in a second step is inarange of 259°C to 280°C, preferably
265°C 10 275°C, wherein the esterification temperature is higher in the second step compared to the first step. Thereafter,
polymerisation 10 is performed in a first polymerisation step 16, a second polymerisation step 18, and a third polymer-
isation step 20, wherein the polymerization temperature in the first step is in a range of 265°C to 280°C, in the second
step is in arange of 275°C to 285°C, and in the third step is in a range of in a range of 280°C to 285°C, wherein the
temperature is higher or constant in each consecutive step compared to a preceding step, to obtain the polyethylene
terephthalate.

[0068] The esterification in the first step may be performed during a retention time of 180 to 300 minutes, and the
esterification in the second step may be performed during a retention time of 80 to 110 minutes.

[0069] The polymerisation in the first step may be performed during a retention time of 60 to 90 minutes, the polym-
erisation in the second step may be performed during a retention time of 60 to 90 minutes, and, optionally, the polym-
erisation in the third step may be performed during a retention time of 60 to 90 minutes.

[0070] In the esterification, Bis(2-Hydroxyethyl) terephthalate may be produced.

[0071] The titanium based catalyst may be provided prior to the esterification, or as an alternative prior to the polym-
erisation and after esterification has been initiated. For example, the titanium based catalyst may be added after ester-
ification and before polymerisation.

[0072] The process may results in a PET production of one ton or above per 24 hours. The PET production may be
10 tonnes or above per 24 hours, such as 100 tonnes or above per 24 hours. For example, the PET production may be
10 to 500 tonnes per 24 hours, such as 100 to 300 tonnes per 24 hours.

[0073] The titanium based catalyst may comprise Ti(OR),, wherein R may be alkyl, such as butyl, or an organic acid,
such as citrate.

[0074] R may be any suitable organic group.

Experiments

[0075] A plurality of experiments according to embodiments have been conducted as discussed below. Some param-
eters, for example retention times, may vary between conducted experiments, and in such cases, the retention time is
given as an interval comprising the different retention times.

[0076] In the experiments a Ti-based catalyst CTL Ti638 or a Ti-based catalyst CTL Ti184, both as obtained from
Catalytic Technologies Limited, UK were used. Comparing experiments showed that they performed with similar results,
and they were used interchangeably for the experiments.
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PET from terephthalic acid.

[0077] Polyethylene terephthalate was manufactured according to the below descriptions, and withreference tofigure 3.
[0078] Terephthalic acid as purified terephthalic acid (PTA) and ethylene glycol (EG) were provided in a molar ratio
of 2.0 or 2.4 as nominal value in a preparation tank 50 where it was mixed into a slurry and fed to a first esterification
reactor 52 via pipings 54. Arrows of illustrated pipings 54 indicates a direction through which contents of the pipings are
flowing. Although not performed for the present example, additives such as, for example, colouring agents or toners
may, optionally, be introduced to the PTA upstream the first esterification reactor 52, such as by being introduced into
the piping 54, or directly to the first esterification reactor 52, or downstream the first esterification reactor 52.

[0079] The catalyst, having a 5% by weight titanium content, was introduced to the slurry at a concentration of 0.017%
by weight of the slurry, via pipings 54, as indicated by arrow 56. In the first esterification reactor 52, esterification took
place by heating the slurry therein to a temperature between 260 and 264°C, for a retention time of 180 to 240 minutes
(different retention times were used for different experiments). A vapour phase from the first esterification reactor 52
was removed and introduced to a distillation reactor 60, in which water and ethylene glycol (EG) were separated and
removed from the distiller. This distillation is optional, but was conducted in order to improve efficiency of the PET
production. The partially esterified mixture was transferred from the first esterification reactor 52 to a second esterification
reactor 58, where esterification took place by heating to to a temperature between 267 and 271 °C, for a retention time
of 80 to 110 minutes. To this second esterification reactor 58 ethylene glycol was added, as indicated by arrow 62. The
added ethylene glycol may be fresh ethylene glycol or ethylene glycol from the distillation, or a mixture thereof.

[0080] From the second esterification reactor 58, a vapour phase was transferred to the distillation reactor 60 via
piping 70, and the esterified mixture was introduced into a first polymerization reactor 64, by pipings. Via injection devices
(not illustrated) of the pipings diethylene glycol was added in some of the experiments before the esterified mixture
entered the first polymerisation reactor 64, as illustrated by arrow 72. In examples, 1.32% by weight of the final polymer
was added of DEG. DEG provides for dye take up and for crystallinity control. In some experiments TiO, and phosphorous
were also added. In examples, 0.3% by weight of the final polymer were added of TiO,, and 15 ppm of phosphorous.
The TiO, adds to properties of the final PET including a dulling effect. In the first polymerisation reactor 64, the polym-
erisation took place by heating the mixture therein to a temperature between 271 to 275°C, for a retention time of 60 to
90 minutes. From the first polymerisation reactor 64 the mixture was transferred to a second polymerisation reactor 66,
in which polymerisation was continued at a temperature between 279 to 283°C, for a retention time of 60 to 90 minutes.
From the second polymerisation reactor 66, the mixture was transferred to a third polymerisation reactor 68, in which
finishing polymerisation was continued at a temperature between 282 to 284°C, for a retention time of 60 to 90 minutes.
The first, second, and/or third polymerisation reactors 64,66,68 may, optionally, be connected to an optional vacuum
device 74, for removal of compounds from the polymerisation reactors.

[0081] The thus obtained PET was characterised in laboratory tests according to table 2 and the results are given in
table 3. The PET was free from toxic or otherwise undesired metals.

Table 2: Used characterisation methods.

v ASTM D4603

L,ab color hunterlab ASTM E313
DSC analysis ISO 11357

COOH content ASTM D7409

Metals ASTM F2617-08

SMR ASTM D257

DEG Aminolysis and GC method
Metals XRF method

Table 3: Laboratory results from PET produced from terephthalic acid.
UNIT NOMINAL VALUE | CONTROLLIMIT | DISPO LIMIT

v dL/g 0,620 *+ 0,005 + 0,010
L COLOR | - 60,0 + 1 +2
aCOLOR | - -3,00 + 0,25 + 0,50
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(continued)
UNIT NOMINAL VALUE | CONTROLLIMIT | DISPO LIMIT
b COLOR | - 8,0 +0,5 + 1
COOH Eg/Ton max.35 - -
DEG % 1,25 + 0,10 +0,15
TiO2 % 0,3 - -
Sb ppm - - -

It is evident from table 3 that the PET produced in the experiments and according to embodiments have desirable
praoperties. For bottle or film grade PET, TiO, and DEG additions during production may be omitted. The PET is suitable

for, for example, bottle and film production, for a plurality of reasons including the IV and the carboxylic acid content of
below 35 eq/ton.

Bottle and film grade grade PET production

[0082] Table 4 illustrates PET produced according to the experiments, which PET is suitable for, for example, PET-
film manufacturing.

Table 4: Properties of PET produced according to an embodiment.

Properties Specification
B-1. INTRINSIC VISCOSITY (dL/GR) 0.627 + 0.013
B-2. "b" COLOUR (HUNTER LAB XE) 55+20
B-3."a" COLOUR (HUNTER LAB XE) -2.0*+1.0
B-4."L" COLOUR (HUNTER LAB XE) 62.0 = 3.0
B-5. CHIP SIZE (GR/100 CHIPS) 4.50 = 0.50
B-6. DEG CONTENT (WT %) 1.15 = 0.10
B-7. COOH END GROUPS (EQ/TON) MAX. 35.0
B-8. HUMIDITY (WT %) MAX. 0.10
B-10.S. TYPICAL SMR (107 OHMS.CM) 17.0+ 3.0

[0083] Table 5 illustrates PET produced according to the experiments, which PET is suitable for, for example, PET-
film manufacturing.

Table 5: Properties of PET produced according to an embodiment.

Properties Specification
B-1. INTRINSIC VISCOSITY (dL/GR) 0.620 + 0.010
B-2."L" COLOUR (HUNTER LAB XE) 58.0 + 2.0
B-3."b" COLOUR (HUNTER LAB XE) 35+1.0
B-4. CHIP SIZE (GR/100 CHIPS) 25+ 025
B-5. DEG CONTENT (WT %) 1.0 = 0.10
B-6. COOH END GROUPS (EQ/TON) 40+5

Staple fibre production

[0084] Staple fibres were produced from the PET produced from terephthalic acid according to the above experiments
with reference to figure 3. The staple fibres were produced in two steps. In a first step, a staple fibre-spinning machine
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was connected to the polymerization line by a polymer transfer line. Undrawn fibres were produced with a standard fibre
production line followed by drawing using a drawing machine.

[0085] Table 6 illustrates difference between the staple fibres according to embodiments and staple fibres outside the
scope of the invention, illustrating benefits with the present invention.

Table 6: Properties of staple fibres produced with PET according to embodiments and stable fibres produced from
PET outside the scope of the invention using an antimony catalyst.

Embodiments Outside scope
Denier 1.5 1.5
Tenacity (g/den) 5.59 5.17
Elongation (%) 38.7 39.2
Shrinkage (%) 6.31 6.5
L colour (-) 92.43 93.3
a colour (-) -1.64 -0.8
b colour (-) 3.56 1.7
Oligomer 147 341
COOH (Eg/ton) 17.1 304

Claims

1.

Process for production of polyethylene terephthalate comprising the steps of,

providing a terephthalic acid monomer,

providing ethylene glycol,

providing a titanium based catalyst;

esterification of a mixture of the monomer, ethylene glycol and titanium based catalyst in at least two steps,
wherein the esterification temperature is in a range of 250°C to 280°C and increased, within the range, in each
subsequent step;

polymerisation at a temperature in a range of 260°C to 290°C in at least two steps and is increased or kept
constant, within the range, in each subsequent step to obtain the polyethylene terephthalate.

The process according to claim 1, wherein the titanium based catalyst is selected from the group Ti(OR),, wherein
R is an organic compound; organic acid alkaline metal titanum salts; and titanium alkylphosphate complexes; and

any combination thereof.

The process according to claim 1 or 2, wherein the esterification temperature in a first step is in a range of 255°C
to 270°C, preferably 257°C to 267°C and in a second stepisin arange of 259°C to 280°C, preferably 265°C to 275°C.

The process according to anyone of claims 1 to 3, wherein the polymerization temperature in a first step is in a
range of 265°C to 280°C, and in a second step is in a range of 275°C to 285°C.

The process according to anyone of the previous claims, comprising polymerization in a third step at a temperature
in a range of 280°C to 285°C.

The process according to anyone of the previous claims, wherein

the esterification in the first step is performed during a retention time of 180 to 300 minutes, and
the esterification in the second step is performed during a retention time of 80 to 110 minutes.

The process according to anyone of the previous claims, wherein

the polymerisation in the first step is performed during a retention time of 60 to 90 minutes,
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the polymerisation in the second step is performed during a retention time of 60 to 90 minutes, and, optionally,
the polymerisation in the third step is performed during a retention time of 60 to 90 minutes.

The process according to anyone of the previous claims further comprising addition of additives chosen from colouring
agents, fillers, dulling agents, stabilizers, anti-crystallisation agents, pinning agents, preferably chosen from calcium
carbonate, barium sulphate, titanium dioxide, phosphorous, phosphoric acid, polyphosphoric acid, phosphates,
isophtalic acid, diethylene glycol, cyclohexanedicarboxylic acid (CHDA), cyclohexanedimethanol (CHDM), magne-
sium, lithium and sodium, or combinations thereof.

The process accordingto anyone ofthe previous claims, whereindiethylene glycolis added before the polymerisation.

The process according to anyone of the previous claims, wherein the process further comprises manufacturing of
polyethylene terephthalate chips or fibres comprising the polyethylene terephthalate obtained from the polymerisa-
tion.

The process according to claim 10, wherein the polyethylene terephthalate chips are of film grade, bottle grade, or
textile grade.

The process according to anyone of the previous claims further comprising addition of ethylene glycol to an ester-
ification step.

The process according to anyone of the previous claims, further comprising an ethylene glycol separation step,
wherein a gaseous stream from at least one of the esterification steps is subjected to a distillation to recover ethylene
glycol, and optionally recycling the recovered ethylene glycol to an esterification step and/or optionally recycling the
recovered ethylene glycol via a filtering media in which activated carbon is present.

The process according to anyone of the previous claims, wherein
the esterification temperature in a first step is in a range of 260°C to 264°C, and in a second step is in a range
of 267°C to 271 °C,
the polymerization temperature in a first step is inarange of 271 °C to 275°C, and in a second step is in a range
of 279°C to 283°C, and
optionally, the polymerisation in a third step at a temperature in a range of 282°C to 284°C.
A polyethylene terephthalate chip, characterised by having
an intrinsic viscosity of at least 0.6 to 0.75,
a content of -COOH of 50 Eg/ton or below, and
a content of diethylene glycol of 2% by weight or below.

A polyethylene terephthalate product obtainable according to the process according to anyone of claims 1 to 15.

A film, fibre, or bottle comprising the polyethylene terephthalate product according to claim 16.



EP 3 257 886 A1

Providinga monomer

Providingethylene glycol

Providing a titanium based catalyst

Esterification

10—\

Polymerization

Fig.1

10




EP 3 257 886 A1

2 /\/ Providinga monomer

4 N~ Providingethyleneglycol

6 /_\/ Providinga titanium based catalyst

First esterification

Second esterification

First polymerization

10 /_\M - Second polymerization

Third polymerization

Fig.2 -

1"

12

14

16

18

20



EP 3 257 886 A1

HOLOVIENOILYSIHIRTOL QHIHL

89

HOLIVIYNOIYS!
“HINK0dTANOIFS

iy AFAIAWANDYA

99

vL

85 ¥ N\

0§

YoLoviy
NV gaTEd
Z §OLIYIY
OV HisasT o
(4]
0L AN OF 52
HOLIVIY S
. . NOWVHINILs Lowiy i

S5V
el §

L5841 KOS

99
9
4%
09

12



10

15

20

25

30

35

40

45

50

55

EP 3 257 886 A1

Europiisches
Patentamt
European
Patent Office
Office européen

des brevets

—

EPO FORM 1503 03.82 (P04C01)

EUROPEAN SEARCH REPORT

DOCUMENTS CONSIDERED TO BE RELEVANT

Application Number

EP 16 17 5029

Categor Citation of document with indication, where appropriate, Relevant CLASSIFICATION OF THE
9ory of relevant passages to claim APPLICATION (IPC)
X US 6 013 756 A (HAGEN RAINER [DE] ET AL) |[1-5,8, | INV.
11 January 2000 (2000-01-11) 10-17 C08G63/183
A * column 3, line 2 - column 3, line 40; 6,7,9 C08J5/18
example 3 * C08G63/85
----- DO1F6/62
X US 20117297222 Al (TAKEGAMI RYUTA [JP]) 1-8, B29C49/00
8 December 2011 (2011-12-08) 10-13,
15-17
A * paragraph [0091] - paragraph [0112]; 9,14
claims 10, 14; examples 1-4; table 1 *
A EP 1 939 238 Al (MITSUBISHI CHEM CORP 1-17
[JP]) 2 July 2008 (2008-07-02)
* examples 13, 14; table 5 *
TECHNICAL FIELDS
SEARCHED (IPC)
C08G
Co8J
DO1F
B29C
The present search report has been drawn up for all claims
Place of search Date of completion of the search Examiner
The Hague 23 November 2016 Enescu, Cristina
CATEGORY OF GITED DOCUMENTS T : theory or principle underlying the inventian
E : earlier patent document, but published on, or
X : particularly relevant if taken alone after the filing date

Y : particularly relevant if combined with another
document of the same category

A : technological background

O : non-written disclosure

P :intermediate document document

D : document cited in the application
L : document cited for other reasons

& : member of the same patent family, corresponding

13




10

15

20

25

30

35

40

45

50

55

EPO FORM P0459

EP 3 257 886 A1

ANNEX TO THE EUROPEAN SEARCH REPORT

ON EUROPEAN PATENT APPLICATION NO. EP 16 17 5029

This annex lists the patent family members relating to the patent documents cited in the above-mentioned European search report.
The members are as contained in the European Patent Office EDP file on
The European Patent Office is in no way liable for these particulars which are merely given for the purpose of information.

23-11-2016
Patent document Publication Patent family Publication
cited in search report date member(s) date
US 6013756 A 11-01-2000 CN 1190411 A 12-08-1998
DE 19518943 Al 28-11-1996
EP 0827518 Al 11-63-1998
ES 2136415 T3 16-11-1999
KR 100264317 Bl 01-12-2000
TW 388766 B 01-05-2000
us 6013756 A 11-01-2600
WO 9637534 Al 28-11-1996
US 2011297222 Al 08-12-2011 CN 102295760 A 28-12-2011
JP 2012012578 A 19-01-2012
US 2011297222 Al 08-12-2011
EP 1939238 Al 02-07-2008 AT 485329 T 15-11-2010
AT 547451 T 15-03-2012
BR PI0615312 A2 04-12-2012
CN 102408548 A 11-04-2012
CN 102516508 A 27-06-2012
EP 1939238 Al 02-07-2008
EP 2202259 A2 30-06-2010
US 2008207868 Al 28-08-2008
US 2011257349 Al 20-10-2011
US 2011257357 Al 20-10-2011
WO 2007026841 Al 08-03-2007

For more details about this annex : see Official Journal of the European Patent Office, No. 12/82

14




	Bibliography
	Abstract
	Description
	Claims
	Drawings
	Search report

