
Printed by Jouve, 75001 PARIS (FR)

(19)
E

P
3 

42
4 

97
5

A
1

TEPZZ¥4 4975A_T
(11) EP 3 424 975 A1

(12) EUROPEAN PATENT APPLICATION

(43) Date of publication: 
09.01.2019 Bulletin 2019/02

(21) Application number: 18174958.1

(22) Date of filing: 21.04.2016

(51) Int Cl.:
C08G 18/79 (2006.01) C07D 251/34 (2006.01)

C08G 18/02 (2006.01)

(84) Designated Contracting States: 
AL AT BE BG CH CY CZ DE DK EE ES FI FR GB 
GR HR HU IE IS IT LI LT LU LV MC MK MT NL NO 
PL PT RO RS SE SI SK SM TR
Designated Extension States: 
BA ME
Designated Validation States: 
MA MD

(30) Priority: 21.04.2015 EP 15164520

(62) Document number(s) of the earlier application(s) in 
accordance with Art. 76 EPC: 
16719819.1 / 3 286 244

(27) Previously filed application: 
21.04.2016 PCT/EP2016/058904

(71) Applicant: Covestro Deutschland AG
51373 Leverkusen (DE)

(72) Inventors:  
• LAAS, Hans-Josef

51519 Odenthal (DE)
• MAGER, Dieter

51373 Leverkusen (DE)
• MATNER, Mathias

41464 Neuss (DE)
• ACHTEN, Dirk

51375 Leverkusen (DE)
• HOCKE, Heiko

Shanghai, 201106 (CN)

(74) Representative: Levpat
c/o Covestro AG 
Gebäude 4825
51365 Leverkusen (DE)

Remarks: 
This application was filed on 21-04-2016 as a 
divisional application to the application mentioned 
under INID code 62.

(54) POLYISOCYANURATE POLYMERS AND PROCESS FOR THE PRODUCTION OF 
POLYISOCYANURATE POLYMERS

(57) The present invention relates to novel polyiso-
cyanurate plastics which are obtainable by catalytic
trimerization of a polyisocyanate composition A) which
contains oligomeric polyisocyanates and is low in mon-
omeric diisocyanates. "Low in monomeric diisocyanates"
means that the polyisocyanate composition A) has a con-
tent of monomeric diisocyanates of at most 20% by
weight. The invention further relates to the use of these
polyisocyanurate plastics for production of coatings,

films, semi-finished products and mouldings, and to a
process for producing polyisocyanurate plastics compris-
ing the following steps: (a) providing a polyisocyanate
composition A) which contains oligomeric polyisocy-
anates and is low in monomeric diisocyanates, "low in
monomeric diisocyanates" meaning that the polyisocy-
anate composition A) has a content of monomeric diiso-
cyanates of at most 20% by weight; (b) catalytically
trimerizing the polyisocyanate composition A).
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Description

[0001] The invention relates to polyisocyanurate plastics, to a process for production thereof and to the use thereof
for production of coatings, films, semi-finished products or mouldings.
[0002] Polymers having polyisocyanurate structure are known for their high thermal stability and flame resistance.
Polyisocyanurate foams based on aromatic diphenylmethane 4,4’-diisocyanate (MDI) are in widespread use, particularly
as high-performance insulating materials, for example because of their very low thermal conductivity. However, MDI
polyisocyanurates, as is commonly known from aromatic polyurethanes, have only low light stability and have a tendency
to significant yellowing.
[0003] There has therefore been no lack of attempts to synthesize polyisocyanurate plastics based on aliphatic light-
resistant isocyanates.
[0004] For example, European Polymer Journal, Vol. 16, 147 - 148 (1980) describes the catalytic trimerization of
monomeric 1,6-diisocyanatohexane (HDI) at 40°C to give a clear transparent polyisocyanurate plastic free of isocyanate
groups. For this purpose, however, 15% by weight of dibutyltin dimethoxide as trimerization catalyst is required. European
Polymer Journal, Vol. 16, 831 - 833 (1980) describes the complete trimerization of monomeric HDI to give a polyisocy-
anurate at a temperature of 140°C using 6% by weight of tributyltin oxide as catalyst.
[0005] Journal of Polymer Science Part A: Polymer Chemistry 2013, 51, 2631 - 2637 describes the production of
optically transparent polyisocyanurate films based on monomeric HDI/MDI mixtures with sodium p-toluenesulphinate
as catalyst. Using exclusively monomeric HDI as starting diisocyanate, however, it is not possible to obtain clear films
with this catalyst, since the reaction mixture foams significantly because of the extreme exothermicity of the trimerization
reaction. According to this publication, the synthesis of a pure HDI polyisocyanurate was possible only in a test tube on
the mmol scale in organic solution after complex workup.
[0006] US 3,211,703 describes solid crosslinked polymers consisting of at least ten successive isocyanurate structures
joined via divalent aliphatic groups, preferably hexamethylene chains. In the specific working examples of this patent
specification, however, exclusively copolymers of HDI with styrene oxide are described.
[0007] JP 2001-098042 describes polyisocyanurates proceeding from monomeric cycloaliphatic bis(isocyanatome-
thyl)norbornane (NBDI) which have an isocyanate group content of max. 13% in the end product and are prepared using
a catalyst system consisting of potassium fluoride and a complexing agent containing ethylene oxide groups.
[0008] The thesis by Theo Flipsen: "Design, synthesis and properties of new materials based on densely crosslinked
polymers for polymer optical fiber and amplifier applications", Rijksuniversiteit Groningen, 2000 describes the trimerization
of monomeric HDI with a neodymium/crown ether complex as catalyst. The polyisocyanurate obtained, which is said to
have good optical, thermal and mechanical properties, was studied in the context of the thesis for its suitability for optical
applications, especially as polymeric optical fibres.
[0009] However, processes known from the prior art for production of polyisocyanurate plastics from monomeric
aliphatic diisocyanates have the fundamental disadvantage that a considerable shrinkage in volume occurs in the course
of a trimerization reaction, which can present problems particularly in the case of casting of bodies of defined geometry.
Moreover, it is a common factor in the production processes for polyisocyanurate plastics which proceed from the
monomeric diisocyanates and are known from the prior art that they are very time-consuming and take place in closed
systems under complex temperature control.
[0010] WO 2015/166983 discloses the use of isocyanurate polymers for encapsulating LEDs. It is explicitly disclosed
that only those isocyanurate polymers which contain allophanate groups have the required technical properties.
[0011] US Patent 6,133,397 only discloses coatings made by trimerizing oligomeric polyisocyanates. It does not
disclose the production of solid bodies.
[0012] The problem addressed by the present invention was therefore that of providing novel polyisocyanurate plastics
having high thermal stability, which can be produced with considerably lower volume contraction and are thus also
suitable particularly for production of bodies with defined geometry.
[0013] This object is achieved in accordance with the invention by the polyisocyanurate plastic specified in Claim 1,
the uses and products specified in Claims 12 and 13 and the process specified in Claim 14.
[0014] Advantageous configurations of the invention are specified in the dependent claims and are specifically eluci-
dated in detail below, as is the general concept of the invention.
[0015] The invention relates to a polyisocyanurate plastic which is obtainable by catalytic trimerization of a polyisocy-
anate composition A) which contains (1.) oligomeric polyisocyanates and (2.) is low in monomeric diisocyanates, "low
in monomeric diisocyanates" meaning that the polyisocyanate composition A) has a content of monomeric diisocyanates
of at most 20% by weight.
[0016] The invention also further provides the process from which the polyisocyanurate plastics of the invention are
obtainable. This comprises the following steps:

a) providing a polyisocyanate composition A) which contains oligomeric polyisocyanates and is low in monomeric
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diisocyanates, "low in monomeric diisocyanates" meaning that the polyisocyanate composition A) has a content of
monomeric diisocyanates of at most 20% by weight;

b) catalytically trimerizing the polyisocyanate composition A).

[0017] In addition, the invention also provides for the use of the polyisocyanurate plastics of the invention for production
of coatings, films, semi-finished products or mouldings.
[0018] The invention described in detail hereinafter is based on the surprising observation that catalytic trimerization
of low-monomer oligomeric polyisocyanate compositions affords novel polyisocyanurate plastics having many advan-
tageous properties and have only comparatively low volume shrinkage, particularly during the curing process.
[0019] The use of low-monomer oligomeric polyisocyanate compositions rather than monomeric diisocyanates as
starting materials for production of polyisocyanurate plastics additionally has the advantage that, because of the com-
paratively low isocyanate contents of the oligomeric reactants, much less heat of reaction has to be removed during the
curing, which especially also facilitates the production of large-volume components. Moreover, the use of low-monomer
polyisocyanate compositions containing oligomeric polyisocyanates as oligomeric reactants for the trimerization reaction
also leads to a novel crosslinking structure in the polyisocyanurate plastic obtainable, which distinguishes it structurally
from the materials known from the prior art.
[0020] A "polyisocyanurate plastic" as used here is a polymer containing polyisocyanurate. It may also consist pre-
dominantly or entirely of a polyisocyanurate. Blends of polyisocyanurates and other plastics are likewise covered by the
term "polyisocyanurate plastic" as used here.
[0021] When reference is made here to "plastic", this means a product which is very substantially dimensionally stable
at room temperature - in contrast, for example, to gels or liquids. The term "plastic" as used here encompasses all
standard classes of plastic, i.e. especially including thermosets, thermoplastics and elastomers.
[0022] A "polyisocyanurate" as used here is any molecule, preferably a polymer, having a plurality of isocyanurate
structural units, for example at least 10 isocyanurate structural units. A molecule having a single isocyanurate structural
unit can be referred to as "isocyanurate".
[0023] The characteristic cyclic isocyanurate structural unit is shown in the following structural formula:

[0024] Isocyanurates and polyisocyanurates can be obtained by cyclotrimerization of polyisocyanates. The conven-
tionally operated cyclotrimerization proceeding from monomeric diisocyanates is - as described above - a strongly
exothermic reaction. This can considerably restrict the use options and the levels of trimerization that are still achievable
industrially and efficiently.
[0025] The term "polyisocyanate" as used here is a collective term for compounds containing two or more isocyanate
groups in the molecule (this is understood by the person skilled in the art to mean free isocyanate groups of the general
structure -N=C=O). The simplest and most important representatives of these polyisocyanates are the diisocyanates.
These have the general structure O=C=N-R-N=C=O where R typically represents aliphatic, alicyclic and/or aromatic
radicals.
[0026] Because of the polyfunctionality (≥ 2 isocyanate groups), it is possible to use polyisocyanates to prepare a
multitude of polymers (e.g. (e.g. polyurethanes, polyureas and polyisocyanurates) and low molecular weight compounds
(for example those having uretdione, isocyanurate, allophanate, biuret, iminooxadiazinedione and/or oxadiazinetrione
structure).
[0027] When general reference is made here to "polyisocyanates", this means monomeric and/or oligomeric polyiso-
cyanates alike. For understanding of many aspects of the invention, however, it is important to distinguish between
monomeric diisocyanates and oligomeric polyisocyanates. When reference is made here to "oligomeric polyisocyanates",
this means polyisocyanates formed from at least two monomeric diisocyanate molecules, i.e. compounds that constitute
or contain a reaction product formed from at least two monomeric diisocyanate molecules.
[0028] The preparation of oligomeric polyisocyanates from monomeric diisocyanates is also referred to here as mod-
ification of monomeric diisocyanates. This "modification" as used here means the reaction of monomeric diisocyanates
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to give oligomeric polyisocyanates having uretdione, isocyanurate, allophanate, biuret, iminooxadiazinedione and/or
oxadiazinetrione structure.
[0029] For example, hexamethylene diisocyanate (HDI) is a "monomeric diisocyanate" since it contains two isocyanate
groups and is not a reaction product of at least two polyisocyanate molecules:

[0030] Reaction products which are formed from at least two HDI molecules and still have at least two isocyanate
groups, by contrast, are "oligomeric polyisocyanates" within the context of the invention. Representatives of such "oli-
gomeric polyisocyanates" are, proceeding from monomeric HDI, for example, HDI isocyanurate and HDI biuret, each of
which are formed from three monomeric HDI units:

(idealized structural formulae)

[0031] "Polyisocyanate composition A)" in the context of the invention refers to the isocyanate component in the initial
reaction mixture. In other words, this is the sum total of all the compounds in the initial reaction mixture that have
isocyanate groups. The polyisocyanate composition A) is thus used as reactant in the process of the invention. When
reference is made here to "polyisocyanate composition A)", especially to "providing the polyisocyanate composition A)",
this means that the polyisocyanate composition A) exists and is used as reactant.
[0032] According to the invention, the polyisocyanate composition A) used as reactant in the trimerization is low in
monomers (i.e. low in monomeric diisocyanates) and already contains oligomeric polyisocyanates. In one embodiment
of the invention, the polyisocyanate composition A) consists entirely or to an extent of at least 80%, 85%, 90%, 95%,
98%, 99% or 99.5% by weight, based in each case on the weight of the polyisocyanate composition A), of oligomeric
polyisocyanates. This content of oligomeric polyisocyanates is based on the polyisocyanate composition A), meaning
that they are not, for instance, formed as intermediate during the process of the invention but are already present at the
start of the reaction in the polyisocyanate composition A) used as reactant.
[0033] "Low in monomers" and "low in monomeric diisocyanates" are used synonymously here in relation to the
polyisocyanate composition A).
[0034] Results of particular practical relevance are established when the polyisocyanate composition A) has a pro-
portion of monomeric diisocyanates in the polyisocyanate composition A) of not more than 20% by weight, especially
not more than 15% by weight or not more than 10% by weight, based in each case on the weight of the polyisocyanate
composition A). Preferably, the polyisocyanate composition A) has a content of monomeric diisocyanates of not more
than 5% by weight, especially not more than 2.0% by weight, more preferably not more than 1.0% by weight, based in
each case on the weight of the polyisocyanate composition A). Particularly good results are established when the polymer
composition A) is essentially free of monomeric diisocyanates. "Essentially free" means that the content of monomeric
diisocyanates is not more than 0.5% by weight, based on the weight of the polyisocyanate composition A).
[0035] It is essential to the invention that the polyisocyanate composition A) used is a low-monomer composition. In
practice, this can especially be achieved by using, as polyisocyanate composition A), oligomeric polyisocyanates whose
preparation involves, after the actual modification reaction, at least one further process step in each case for removal
of the unconverted excess monomeric diisocyanates. In a manner of particular practical relevance, this monomer removal
can be effected by processes known per se, preferably by thin-film distillation under high vacuum or by extraction with
suitable solvents that are inert toward isocyanate groups, for example aliphatic or cycloaliphatic hydrocarbons such as
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pentane, hexane, heptane, cyclopentane or cyclohexane.
[0036] In a preferred embodiment of the invention, the polyisocyanate composition A) of the invention is obtained by
modification of monomeric diisocyanates with subsequent removal of unconverted monomers.
[0037] The processes described in the prior art for production of polyisocyanurate plastics use very substantially
monomeric diisocyanates as reactants, meaning that pure monomeric diisocyanates or monomer-rich polyisocyanate
compositions are catalytically trimerized. In contrast, the inventive use or the "provision" of a low-monomer polyisocyanate
composition A) already containing oligomeric polyisocyanates surprisingly leads to a much lower volume shrinkage. The
lower exothermicity of the inventive reaction additionally allows polyisocyanurate plastics with a high conversion level
to be obtained.
[0038] Preferably, no monomeric diisocyanate is used in the trimerization reaction of the invention. In a particular
embodiment of the invention, however, the polyisocyanate composition A) may contain an extra monomeric diisocyanate.
In this context, "extra monomeric diisocyanate" means that it differs from the monomeric diisocyanates which have been
used for preparation of the oligomeric polyisocyanates present in the polyisocyanate composition A). Addition of extra
monomeric diisocyanate may be advantageous for achievement of special technical effects, for example an exceptional
hardness. Results of particular practical relevance are established when the polyisocyanate composition A) has a pro-
portion of extra monomeric diisocyanate in the polyisocyanate composition A) of not more than 20% by weight, especially
not more than 15% by weight or not more than 10% by weight, based in each case on the weight of the polyisocyanate
composition A). Preferably, the polyisocyanate composition A) has a content of extra monomeric diisocyanate of not
more than 5% by weight, especially not more than 2.0% by weight, more preferably not more than 1.0% by weight, based
in each case on the weight of the polyisocyanate composition A).
[0039] In a further particular embodiment of the process of the invention, the polyisocyanate composition A) may
contain monomeric monoisocyanates or monomeric isocyanates having an isocyanate functionality greater than two,
i.e. having more than two isocyanate groups per molecule. The addition of monomeric monoisocyanates or monomeric
isocyanates having an isocyanate functionality greater than two has been found to be particularly advantageous in order
to influence the network density of the polyisocyanurate plastic. Results of particular practical relevance are established
when the polyisocyanate composition A) has a proportion of monomeric monoisocyanates or monomeric isocyanates
having an isocyanate functionality greater than two in the polyisocyanate composition A) of not more than 20% by weight,
especially not more than 15% by weight or not more than 10% by weight, based in each case on the weight of the
polyisocyanate composition A). Preferably, the polyisocyanate composition A) has a content of monomeric monoisocy-
anates or monomeric isocyanates having an isocyanate functionality greater than two of not more than 5% by weight,
especially not more than 2.0% by weight, more preferably not more than 1.0% by weight, based in each case on the
weight of the polyisocyanate composition A). Preferably, no monomeric monoisocyanate or monomeric isocyanate
having an isocyanate functionality greater than two is used in the inventive trimerization reaction.
[0040] The low-monomer polyisocyanate composition A) and the oligomeric polyisocyanates present therein are typ-
ically obtained by modifying simple aliphatic, cycloaliphatic, araliphatic and/or aromatic monomeric diisocyanates or
mixtures of such monomeric diisocyanates.
[0041] The oligomeric polyisocyanates may, in accordance with the invention, especially have uretdione, isocyanurate,
allophanate, biuret, iminooxadiazinedione and/or oxadiazinetrione structure. In one embodiment of the invention, the
oligomeric polyisocyanates have at least one of the following oligomeric structure types or mixtures thereof:

[0042] In an especially preferred embodiment of the present invention, the low-monomer polyisocyanate composition
A) has at least one structure selected from the group consisting of uretdione, isocyanurate, biuret, iminooxadiazinedione
and/or oxadiazinetrione, but is essentially free of allophanate structures. The term "essentially free of allophanate struc-
tures" refers to a ratio of isocyanurate groups to allophanate groups of more than 99:1. All other definitions given above
with the exception of the allophanate-content also apply to this embodiment.
[0043] The study underlying the present invention has surprisingly shown that contrary to the teaching of WO
2015/166983 polyisocyanurate plastics with satisfactory technical properties can be produced from polyisocyanates
which do not contain allophanate groups.
[0044] It has been found that, surprisingly, it may be advantageous to use oligomeric polyisocyanates which are a
mixture of at least two oligomeric polyisocyanates, where the at least two oligomeric polyisocyanates are of different
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structure. This structure is preferably selected from the group consisting of uretdione, isocyanurate, allophanate, biuret,
iminooxadiazinedione and oxadiazinetrione structure, and mixtures thereof. Starting mixtures of this kind, especially
compared to trimerization reactions with oligomeric polyisocyanates of just one defined structure, can lead to an effect
on the Tg value, which is advantageous for many applications.
[0045] Preferably, in the process of the invention, a polyisocyanate composition A) consisting of at least one oligomeric
polyisocyanate having biuret, allophanate, isocyanurate and/or iminooxadiazinedione structure and mixtures thereof is
used.
[0046] In another embodiment, the polyisocyanate composition A) is one which contains only a single defined oligomeric
structure, for example exclusively or for the most part isocyanurate structure. In general, as a result of the preparation,
however, there are always several different oligomeric structures present alongside one another in the polyisocyanate
composition A).
[0047] In the context of the present invention, a polyisocyanate composition A) is regarded as a polyisocyanate com-
position of a single defined oligomeric structure when an oligomeric structure selected from uretdione, isocyanurate,
allophanate, biuret, iminooxadiazinedione and/or oxadiazinetrione structure is present to an extent of at least 50 mol%,
preferably 60 mol%, more preferably 70 mol%, especially preferably 80 mol%, particularly 90 mol%, based in each case
on the sum total of the oligomeric structures from the group consisting of uretdione, isocyanurate, allophanate, biuret,
iminooxadiazinedione and oxadiazinetrione present in the polyisocyanate composition A).
[0048] In the process of the invention, in a further embodiment, a polyisocyanate composition A) of a single defined
oligomeric structure, wherein the oligomeric structure is selected from uretdione, isocyanurate, allophanate, biuret,
iminooxadiazinedione and/or oxadiazinetrione structure and is present to an extent of at least 50 mol%, preferably 60
mol%, more preferably 70 mol%, especially preferably 80 mol%, particularly 90 mol%, based in each case on the sum
total of the oligomeric structures from the group consisting of uretdione, isocyanurate, allophanate, biuret, iminooxadi-
azinedione and oxadiazinetrione structure present in the polyisocyanate composition A), is used.
[0049] In a further embodiment, the oligomeric polyisocyanates are those having mainly isocyanurate structure, and
may contain the abovementioned uretdione, allophanate, biuret, iminooxadiazinedione and/or oxadiazinetrione structure
only as by-products. Thus, one embodiment of the invention envisages the use of a polymer composition A) of a single
defined oligomeric structure, the oligomeric structure being an isocyanate structure and being present to an extent of at
least 50 mol%, preferably 60 mol%, more preferably 70 mol%, especially preferably 80 mol%, particularly 90 mol%,
based in each case on the sum total of the oligomeric structures from the group consisting of uretdione, isocyanurate,
allophanate, biuret, iminooxadiazinedione and oxadiazinetrione structure present in the polyisocyanate composition A).
[0050] It is likewise possible in accordance with the invention to use oligomeric polyisocyanates having very substan-
tially no isocyanurate structure, and containing mainly at least one of the abovementioned uretdione, allophanate, biuret,
iminooxadiazinedione and oxadiazinetrione structure types. In a particular embodiment of the invention, the polyisocy-
anate composition A) consists to an extent of at least 50 mol%, preferably 60 mol%, more preferably 70 mol%, especially
preferably 80 mol%, particularly 90 mol%, based in each case on the sum total of the oligomeric structures from the
group consisting of uretdione, isocyanurate, allophanate, biuret, iminooxadiazinedione and oxadiazinetrione structure
present in the polyisocyanate composition A), of oligomeric polyisocyanates having a structure type selected from the
group consisting of uretdione, allophanate, biuret, iminooxadiazinedione and/or oxadiazinetrione structure.
[0051] A further embodiment of the invention envisages the use of a low-isocyanurate polyisocyanate composition A)
which, based on the sum total of the oligomeric structures from the group consisting of uretdione, isocyanurate, allo-
phanate, biuret, iminooxadiazinedione and oxadiazinetrione structure present in the polyisocyanate composition A),
contains not more than as 50 mol%, preferably not more than as 40 mol%, more preferably not more than as 30 mol%,
especially preferably not more than as 20 mol%, 10 mol% or 5 mol% of isocyanurate structures. A further embodiment
of the invention envisages the use of a polymer composition A) of a single defined oligomeric structure type, said
oligomeric structure type being selected from the group consisting of uretdione, allophanate, biuret, iminooxadiazinedione
and/or oxadiazinetrione structure and this structure type being present to an extent of at least 50 mol%, preferably 60
mol%, more preferably 70 mol%, especially preferably 80 mol%, particularly 90 mol%, based on the sum total of the
oligomeric structures from the group consisting of uretdione, isocyanurate, allophanate, biuret, iminooxadiazinedione
and oxadiazinetrione structure present in the polyisocyanate composition A).
[0052] The proportions of uretdione, isocyanurate, allophanate, biuret, iminooxadiazinedione and/or oxadiazinetrione
structure in the polyisocyanate composition A) can be determined, for example, by NMR spectroscopy. It is possible
here with preference to use 13C NMR spectroscopy, preferably in proton-decoupled form, since the oligomeric structures
mentioned give characteristic signals.
[0053] Irrespective of underlying oligomeric structure type (uretdione, isocyanurate, allophanate, biuret, iminooxadi-
azinedione and/or oxadiazinetrione structure), the oligomeric polyisocyanate composition A) to be used in the process
of the invention and/or the oligomeric polyisocyanates present therein preferably have/has a (mean) NCO functionality
of 2.0 to 5.0, preferably of 2.3 to 4.5.
[0054] Results of particular practical relevance are established when the polyisocyanate composition A) for use in
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accordance with the invention has a content of isocyanate groups of 8.0% to 28.0% by weight. It has been found to be
of particular practical relevance when the polyisocyanate composition A) of the invention has a content of isocyanate
groups of 14.0% to 25.0% by weight, based in each case on the weight of the polyisocyanate composition A).
[0055] Preparation processes for the oligomeric polyisocyanates having uretdione, isocyanurate, allophanate, biuret,
iminooxadiazinedione and/or oxadiazinetrione structure for use in accordance with the invention in the low-monomer
polyisocyanate composition A) are described, for example, in J. Prakt. Chem. 336 (1994) 185 - 200, in DE-A 1 670 666,
DE-A 1 954 093, DE-A 2 414 413, DE-A 2 452 532, DE-A 2 641 380, DE-A 3 700 209, DE-A 3 900 053 and DE-A 3 928
503 or in EP-A 0 336 205, EP-A 0 339 396 and EP-A 0 798 299.
[0056] In an additional or alternative embodiment of the invention, the polyisocyanate composition A) of the invention
is defined in that it contains oligomeric polyisocyanates which have been obtained from monomeric diisocyanates,
irrespective of the nature of the modification reaction used, with observation of an oligomerization level of 5% to 45%,
preferably 10% to 40%, more preferably 15% to 30%. "Oligomerization level" is understood here to mean the percentage
of isocyanate groups originally present in the starting mixture which is consumed during the preparation process to form
uretdione, isocyanurate, allophanate, biuret, iminooxadiazinedione and/or oxadiazinetrione structures.
[0057] Suitable polyisocyanates for preparation of the polyisocyanate composition A) for use in the process of the
invention and the oligomeric polyisocyanates present therein are any desired polyisocyanates obtainable in various
ways, for example by phosgenation in the liquid or gas phase or by a phosgene-free route, for example by thermal
urethane cleavage. Particularly good results are established when the polyisocyanates are monomeric diisocyanates.
Preferred monomeric diisocyanates are those having a molecular weight in the range from 140 to 400 g/mol, having
aliphatically, cycloaliphatically, araliphatically and/or aromatically bonded isocyanate groups, for example 1,4-diisocy-
anatobutane (BDI), 1,5-diisocyanatopentane (PDI), 1,6-diisocyanatohexane (HDI), 2-methyl-1,5-diisocyanatopentane,
1,5-diisocyanato-2,2-dimethylpentane, 2,2,4- or 2,4,4-trimethyl-1,6-diisocyanatohexane, 1,10-diiisocyanatodecane, 1,3-
and 1,4-diisocyanatocyclohexane, 1,4-diisocyanato-3,3,5-trimethylcyclohexane, 1,3-diisocyanato-2-methylcyclohex-
ane, 1,3-diisocyanato-4-methylcyclohexane, 1-isocyanato-3,3,5-trimethyl-5-isocyanatomethylcyclohexane (isophorone
diisocyanate; IPDI), 1-isocyanato-1-methyl-4(3)-isocyanatomethylcyclohexane, 2,4’- and 4,4’-diisocyanatodicyclohexy-
lmethane (H12MDI), 1,3- and 1,4-bis(isocyanatomethyl)cyclohexane, bis(isocyanatomethyl)norbornane (NBDI), 4,4’-
diisocyanato-3,3’-dimethyldicyclohexylmethane, 4,4’-diisocyanato-3,3’,5,5’-tetramethyldicyclohexylmethane, 4,4’-diiso-
cyanato-1,1’-bi(cyclohexyl), 4,4’-diisocyanato-3,3’-dimethyl-1,1’-bi(cyclohexyl), 4,4’-diisocyanato-2,2’,5,5’-tetramethyl-
1,1’-bi(cyclohexyl), 1,8-diisocyanato-p-menthane, 1,3-diisocyanatoadamantane, 1,3-dimethyl-5,7-diisocyanatoada-
mantane, 1,3- and 1,4-bis(isocyanatomethyl)benzene (xylylene diisocyanate; XDI), 1,3- and 1,4-bis(1-isocyanato-1-
methylethyl)benzene (TMXDI) and bis(4-(1-isocyanato-1-methylethyl)phenyl) carbonate, 2,4- and 2,6-diisocyanatotol-
uene (TDI), 2,4’- and 4,4’-diisocyanatodiphenylmethane (MDI), 1,5-diisocyanatonaphthalene and any desired mixtures
of such diisocyanates. Further diisocyanates that are likewise suitable can additionally be found, for example, in Justus
Liebigs Annalen der Chemie, volume 562 (1949) p. 75-136.
[0058] Suitable monomeric monoisocyanates which can optionally be used in the polyisocyanate composition A) are,
for example, n-butyl isocyanate, n-amyl isocyanate, n-hexyl isocyanate, n-heptyl isocyanate, n-octyl isocyanate, undecyl
isocyanate, dodecyl isocyanate, tetradecyl isocyanate, cetyl isocyanate, stearyl isocyanate, cyclopentyl isocyanate,
cyclohexyl isocyanate, 3- or 4-methylcyclohexyl isocyanate or any desired mixtures of such monoisocyanates. An ex-
ample of a monomeric isocyanate having an isocyanate functionality greater than two which can optionally be added to
the polyisocyanate composition A) is 4-isocyanatomethyloctane 1,8-diisocyanate (triisocyanatononane; TIN).
[0059] In one embodiment of the invention, the polyisocyanate composition A) contains not more than 30% by weight,
especially not more than 20% by weight, not more than 15% by weight, not more than 10% by weight, not more than
5% by weight or not more than 1% by weight, based in each case on the weight of the polyisocyanate composition A),
of aromatic polyisocyanates. As used here, "aromatic polyisocyanate" means a polyisocyanate having at least one
aromatically bonded isocyanate group.
[0060] Aromatically bonded isocyanate groups are understood to mean isocyanate groups bonded to an aromatic
hydrocarbyl radical.
[0061] In a preferred embodiment of the process of the invention, a polyisocyanate composition A) having exclusively
aliphatically and/or cycloaliphatically bonded isocyanate groups is used.
[0062] Aliphatically and cycloaliphatically bonded isocyanate groups are understood to mean isocyanate groups bond-
ed, respectively, to an aliphatic and cycloaliphatic hydrocarbyl radical.
[0063] In another preferred embodiment of the process of the invention, a polyisocyanate composition A) consisting
of or comprising one or more oligomeric polyisocyanates is used, where the one or more oligomeric polyisocyanates
has/have exclusively aliphatically and/or cycloaliphatic bonded isocyanate groups.
[0064] In a further embodiment of the invention, the polyisocyanate composition A) consists to an extent of at least
70%, 80%, 85%, 90%, 95%, 98% or 99% by weight, based in each case on the weight of the polyisocyanate composition
A), of polyisocyanates having exclusively aliphatically and/or cycloaliphatically bonded isocyanate groups. Practical
experiments have shown that particularly good results can be achieved with polyisocyanate compositions A) in which



EP 3 424 975 A1

8

5

10

15

20

25

30

35

40

45

50

55

the oligomeric polyisocyanates present therein have exclusively aliphatically and/or cycloaliphatically bonded isocyanate
groups.
[0065] In a particularly preferred embodiment of the process of the invention, a polyisocyanate composition A) is used
which consists of or comprises one or more oligomeric polyisocyanates, where the one or more oligomeric polyisocy-
anates is/are based on 1,5-diisocyanatopentane (PDI), 1,6-diisocyanatohexane (HDI), isophorone diisocyanate (IPDI)
or 4,4’-diisocyanatodicyclohexylmethane (H12MDI) or mixtures thereof.
[0066] The polyisocyanurates of the invention are obtainable by catalytic trimerization in accordance with the process
of the invention. "Catalytic" here means in the presence of a suitable catalyst B).
[0067] Suitable catalysts B) for the process of the invention are in principle any compounds which accelerate the
trimerization of isocyanate groups to isocyanurate structures. Since isocyanurate formation, depending on the catalyst
used, is frequently accompanied by side reactions, for example dimerization to give uretdione structures or trimerization
to form iminooxadiazinediones (called asymmetric trimers), and, in the presence of urethane groups in the starting
polyisocyanate, by allophanatization reactions, the term "trimerization" in the context of the present invention is also to
be used synonymously for these reactions that proceed additionally.
[0068] In a particular embodiment, however, trimerization means that predominantly cyclotrimerizations of at least
50%, preferably at least 60%, more preferably at least 70% and especially at least 80% of isocyanate groups present
in the polyisocyanate composition A) to give isocyanurate structural units are catalysed. However, side reactions, es-
pecially those to give uretdione, allophanate and/or iminooxadiazinedione structures, typically occur and can even be
used in a controlled manner in order to advantageously affect, for example, the Tg value of the polyisocyanurate plastic
obtained.
[0069] Suitable catalysts B) for the process of the invention are, for example, simple tertiary amines, for example
triethylamine, tributylamine, N,N-dimethylaniline, N-ethylpiperidine or N,N’-dimethylpiperazine. Suitable catalysts are
also the tertiary hydroxyalkylamines described in GB 2 221 465, for example triethanolamine, N-methyldiethanolamine,
dimethylethanolamine, N-isopropyldiethanolamine and 1-(2-hydroxyethyl)pyrrolidine, or the catalyst systems that are
known from GB 2 222 161 and consist of mixtures of tertiary bicyclic amines, for example DBU, with simple low molecular
weight aliphatic alcohols.
[0070] Likewise suitable as trimerization catalysts B) for the process of the invention are a multitude of different metal
compounds. Suitable examples are the octoates and naphthenates of manganese, iron, cobalt, nickel, copper, zinc,
zirconium, cerium or lead that are described as catalysts in DE-A 3 240 613, or mixtures thereof with acetates of lithium,
sodium, potassium, calcium or barium, the sodium and potassium salts of linear or branched alkanecarboxylic acids
having up to 10 carbon atoms that are known from DE-A 3 219 608, for example of propionic acid, butyric acid, valeric
acid, caproic acid, heptanoic acid, caprylic acid, pelargonic acid, capric acid and undecyl acid, the alkali metal or alkaline
earth metal salts of aliphatic, cycloaliphatic or aromatic mono- and polycarboxylic acids having 2 to 20 carbon atoms
that are known from EP-A 0 100 129, for example sodium or potassium benzoate, the alkali metal phenoxides known
from GB-A 1 391 066 and GB-A 1 386 399, for example sodium or potassium phenoxide, the alkali metal and alkaline
earth metal oxides, hydroxides, carbonates, alkoxides and phenoxides known from GB 809 809, alkali metal salts of
enolizable compounds and metal salts of weak aliphatic or cycloaliphatic carboxylic acids, for example sodium methoxide,
sodium acetate, potassium acetate, sodium acetoacetate, lead 2-ethylhexanoate and lead naphthenate, the basic alkali
metal compounds complexed with crown ethers or polyether alcohols that are known from EP-A 0 056 158 and EP-A 0
056 159, for example complexed sodium or potassium carboxylates, the pyrrolidinone-potassium salt known from EP-
A 0 033 581, the mono- or polynuclear complex of titanium, zirconium and/or hafnium known from application EP
13196508.9, for example zirconium tetra-n butoxide, zirconium tetra-2-ethylhexanoate and zirconium tetra-2-ethylhex-
oxide, and tin compounds of the type described in European Polymer Journal, vol. 16, 147-148 (1979), for example
dibutyltin dichloride, diphenyltin dichloride, triphenylstannanol, tributyltin acetate, tributyltin oxide, tin octoate, dib-
utyl(dimethoxy)stannane and tributyltin imidazolate.
[0071] Further trimerization catalysts B) suitable for the process of the invention are, for example, the quaternary
ammonium hydroxides known from DE-A 1 667 309, EP-A 0 013 880 and EP-A 0 047 452, for example tetraethylam-
monium hydroxide, trimethylbenzylammonium hydroxide, N,N-dimethyl-N-dodecyl-N-(2-hydroxyethyl)ammonium hy-
droxide, N-(2-hydroxyethyl)-N,N-dimethyl-N-(2,2’-dihydroxymethylbutyl)ammonium hydroxide and 1-(2-hydroxyethyl)-
1,4-diazabicyclo[2.2.2]octane hydroxide (monoadduct of ethylene oxide and water with 1,4-diazabicyclo[2.2.2]octane),
the quaternary hydroxyalkylammonium hydroxides known from EP-A 37 65 or EP-A 10 589, for example N,N,N-trimethyl-
N-(2-hydroxyethyl)ammonium hydroxide, the trialkylhydroxylalkylammonium carboxylates that are known from DE-A
2631733, EP-A 0 671 426, EP-A 1 599 526 and US 4,789,705, for example N,N,N-trimethyl-N-2-hydroxypropylammonium
p-tert-butylbenzoate and N,N,N-trimethyl-N-2-hydroxypropylammonium 2-ethylhexanoate, the quaternary benzylammo-
nium carboxylates known from EP-A 1 229 016, such as N-benzyl-N,N-dimethyl-N-ethylammonium pivalate, N-benzyl-
N,N-dimethyl-N-ethylammonium 2-ethylhexanoate, N-benzyl-N,N,N-tributylammonium 2-ethylhexanoate, N,N-dimethyl-
N-ethyl-N-(4-methoxybenzyl)ammonium 2-ethylhexanoate or N,N,N-tributyl-N-(4-methoxybenzyl)ammonium pivalate,
the tetrasubstituted ammonium α-hydroxycarboxylates known from WO 2005/087828, for example tetramethylammo-
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nium lactate, the quaternary ammonium or phosphonium fluorides known from EP-A 0 339 396, EP-A 0 379 914 and
EP-A 0 443 167, for example N-methyl-N,N,N-trialkylammonium fluorides with C8-C10-alkyl radicals, N,N,N,N-tetra-n-
butylammonium fluoride, N,N,N-trimethyl-N-benzylammonium fluoride, tetramethylphosphonium fluoride, tetraethyl-
phosphonium fluoride or tetra-n-butylphosphonium fluoride, the quaternary ammonium and phosphonium polyfluorides
known from EP-A 0 798 299, EP-A 0 896 009 and EP-A 0 962 455, for example benzyltrimethylammonium hydrogen
polyfluoride, the tetraalkylammonium alkylcarbonates which are known from EP-A 0 668 271 and are obtainable by
reaction of tertiary amines with dialkyl carbonates, or betaine-structured quaternary ammonioalkyl carbonates, the qua-
ternary ammonium hydrogencarbonates known from WO 1999/023128, such as choline bicarbonate, the quaternary
ammonium salts which are known from EP 0 102 482 and are obtainable from tertiary amines and alkylating esters of
phosphorus acids, examples of such salts being reaction products of triethylamine, DABCO or N-methylmorpholine with
dimethyl methanephosphonate, or the tetrasubstituted ammonium salts of lactams that are known from WO 2013/167404,
for example trioctylammonium caprolactamate or dodecyltrimethylammonium caprolactamate.
[0072] Further trimerization catalysts suitable for the process of the invention can be found, for example, in J. H.
Saunders and K. C. Frisch, Polyurethanes Chemistry and Technology, p. 94 ff. (1962) and the literature cited therein.
[0073] The catalysts B) can be used in the process of the invention either individually or in the form of any desired
mixtures with one another.
[0074] Preferred catalysts B) are metal compounds of the aforementioned type, especially carboxylates and alkoxides
of alkali metals, alkaline earth metals or zirconium, and organic tin compounds of the type mentioned.
[0075] Particularly preferred trimerization catalysts B) are sodium and potassium salts of aliphatic carboxylic acids
having 2 to 20 carbon atoms, and aliphatically substituted tin compounds.
[0076] Very particularly preferred trimerization catalysts B) for the process of the invention are potassium acetate, tin
octoate and/or tributyltin oxide.
[0077] In the process of the invention, the trimerization catalyst B) is generally used in a concentration based on the
amount of the polyisocyanate composition A) used of 0.0005% to 5.0% by weight, preferably of 0.0010% to 2.0% by
weight and more preferably of 0.0015% to 1.0% by weight.
[0078] The trimerization catalysts B) that are used in the process of the invention generally have sufficient solubility
in the polyisocyanate composition A) in the amounts that are required for initiation of the oligomerization reaction. The
catalyst B) is therefore preferably added to the polyisocyanate composition A) in neat form.
[0079] Optionally, however, the catalysts B) can also be used dissolved in a suitable organic solvent to improve their
incorporability. The dilution level of the catalyst solutions can be freely selected within a very wide range. Catalytically
active catalyst solutions are typically those of a concentration over and above about 0.01% by weight.
[0080] Suitable catalyst solvents are, for example, solvents that are inert toward isocyanate groups, for example
hexane, toluene, xylene, chlorobenzene, ethyl acetate, butyl acetate, diethylene glycol dimethyl ether, dipropylene glycol
dimethyl ether, ethylene glycol monomethyl or monoethyl ether acetate, diethylene glycol ethyl and butyl ether acetate,
propylene glycol monomethyl ether acetate, 1-methoxyprop-2-yl acetate, 3-methoxy-n-butyl acetate, propylene glycol
diacetate, acetone, methyl ethyl ketone, methyl isobutyl ketone, cyclohexanone, lactones such as β-propiolactone, γ-
butyrolactone, ε-caprolactone and ε-methylcaprolactone, but also solvents such as N-methylpyrrolidone and N-methyl-
caprolactam, 1,2-propylene carbonate, methylene chloride, dimethyl sulphoxide, triethyl phosphate or any desired mix-
tures of such solvents.
[0081] If catalyst solvents are used in the process of the invention, preference is given to using catalyst solvents which
bear groups reactive toward isocyanates and can be incorporated into the polyisocyanurate plastic. Examples of such
solvents are mono- and polyhydric simple alcohols, for example methanol, ethanol, n-propanol, isopropanol, n-butanol,
n-hexanol, 2-ethyl-1-hexanol, ethylene glycol, propylene glycol, the isomeric butanediols, 2-ethylhexane-1,3-diol or glyc-
erol; ether alcohols, for example 1-methoxy-2-propanol, 3-ethyl-3-hydroxymethyloxetane, tetrahydrofurfuryl alcohol, eth-
ylene glycol monomethyl ether, ethylene glycol monoethyl ether, ethylene glycol monobutyl ether, diethylene glycol
monomethyl ether, diethylene glycol monoethyl ether, diethylene glycol monobutyl ether, diethylene glycol, dipropylene
glycol or else liquid higher molecular weight polyethylene glycols, polypropylene glycols, mixed polyethylene/polypro-
pylene glycols and the monoalkyl ethers thereof; ester alcohols, for example ethylene glycol monoacetate, propylene
glycol monolaurate, glycerol mono- and diacetate, glycerol monobutyrate or 2,2,4-trimethylpentane-1,3-diol monoisobu-
tyrate; unsaturated alcohols, for example allyl alcohol, 1,1-dimethyl allyl alcohol or oleyl alcohol; araliphatic alcohols, for
example benzyl alcohol; N-monosubstituted amides, for example N-methylformamide, N-methylacetamide, cyanoaceta-
mide or 2-pyrrolidone, or any desired mixtures of such solvents.
[0082] The polyisocyanurate plastics obtainable in accordance with the process of the invention even as such, i.e.
without addition of appropriate auxiliaries and additives C), feature very good light stability. Nevertheless, it is optionally
possible to use standard auxiliaries and/or additives C) as well in the production thereof, for example standard fillers,
UV stabilizers, antioxidants, mould release agents, water scavengers, slip additives, defoamers, levelling agents, rhe-
ology additives, flame retardants and/or pigments. These auxiliaries and/or additives C), excluding fillers and flame
retardants, are typically present in the polyisocyanurate plastic in an amount of less than 10% by weight, preferably less
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than 5% by weight, more preferably up to 3% by weight, based on the polyisocyanate composition A). Flame retardants
are typically present in the polyisocyanurate plastic in amounts of not more than 70% by weight, preferably not more
than 50% by weight and more preferably not more than 30% by weight, calculated as the total amount of flame retardants
used, based on the polyisocyanate composition A).
[0083] Suitable fillers Cw) are, for example AlOH3, CaCO3, metal pigments such as TiO2 and further known standard
fillers. These fillers Cw) are preferably used in amounts of not more than 70% by weight, preferably not more than 50%
by weight and more preferably not more than 30% by weight, calculated as the total amount of fillers used, based on
the polyisocyanate composition A). In an especially preferred embodiment, the invention relates to a polyisocyanurate
plastic which is obtainable by catalytic trimerization of a polyisocyanate composition A) which contains (1.) oligomeric
polyisocyanates and (2.) is low in monomeric diisocyanates, "low in monomeric diisocyanates" meaning that the polyiso-
cyanate composition A) has a content of monomeric diisocyanates of at most 20% by weight, wherein the polyisocyanurate
plast contains at least one filler Cw) as defined above.
[0084] Suitable UV stabilizers Cx) may preferably be selected from the group consisting of piperidine derivatives, for
example 4-benzoyloxy-2,2,6,6-tetramethylpiperidine, 4-benzoyloxy-1,2,2,6,6-pentamethylpiperidine, bis(2,2,6,6-te-
tramethyl-4-piperidyl) sebacate, bis(1,2,2,6,6-pentamethyl-1-4-piperidinyl) sebacate, bis(2,2,6,6-tetramethyl-4-piperi-
dyl) suberate, bis(2,2,6,6-tetramethyl-4-piperidyl) dodecanedioate; benzophenone derivates, for example 2,4-dihydroxy-,
2-hydroxy-4-methoxy-, 2-hydroxy-4-octoxy-, 2-hydroxy-4-dodecyloxy- or 2,2’-dihydroxy-4-dodecyloxybenzophenone;
benzotriazole derivatives, for example 2-(2H-benzotriazol-2-yl)-4,6-di-tert-pentylphenol, 2-(2H-benzotriazol-2-yl)-6-do-
decyl-4-methylphenol, 2-(2H-benzotriazol-2-yl)-4,6-bis(1-methyl-1-phenylethyl)phenol, 2-(5-chloro-2H-benzotriazol-2-
yl)-6-(1,1-dimethylethyl)-4-methylphenol, 2-(2H-benzotriazol-2-yl)-4-(1,1,3,3-tetramethylbutyl)phenol, 2-(2H-benzotria-
zol-2-yl)-6-(1-methyl-1-phenylethyl)-4-(1,1,3,3-tetramethylbutyl)phenol, isooctyl 3-(3-(2H-benzotriazol-2-yl)-5-(1,1-
dimethylethyl)-4-hydroxyphenylpropionate), 2-(2H-benzotriazol-2-yl)-4,6-bis(1,1-dimethylethyl)phenol, 2-(2H-benzotri-
azol-2-yl)-4,6-bis(1-methyl-1-phenylethyl)phenol, 2-(5-chloro-2H-benzotriazol-2-yl)-4,6-bis(1,1-dimethylethyl)phenol;
oxalanilides, for example 2-ethyl-2’-ethoxy- or 4-methyl-4’-methoxyoxalanilide; salicylic esters, for example phenyl sal-
icylate, 4-tert-butylphenyl salicylate, 4-tert-octylphenyl salicylate; cinnamic ester derivatives, for example methyl α-cyano-
β-methyl-4-methoxycinnamate, butyl α-cyano-β-methyl-4-methoxycinnamate, ethyl α-cyano-β-phenylcinnamate, isooc-
tyl α-cyano-β-phenylcinnamate; and malonic ester derivatives, such as dimethyl 4-methoxybenzylidenemalonate, diethyl
4-methoxybenzylidenemalonate, dimethyl 4 butoxybenzylidenemalonate. These preferred light stabilizers can be used
either individually or in any desired combinations with one another.
[0085] Particularly preferred UV stabilizers Cx) for the polyisocyanurate plastics producible in accordance with the
invention are those which fully absorb radiation of wavelength < 400 nm. These include, for example, the benzotriazole
derivatives mentioned. Especially preferred UV stabilizers are 2-(5-chloro-2H-benzotriazol-2-yl)-6-(1,1-dimethylethyl)-
4-methylphenol, 2-(2H-benzotriazol-2-yl)-4-(1,1,3,3-tetramethylbutyl)phenol and/or 2-(5-chloro-2H-benzotriazol-2-yl)-
4,6-bis(1,1-dimethylethyl)phenol.
[0086] It is optionally possible to add one or more of the UV stabilizers Cx) mentioned by way of example to the
polyisocyanate composition A), preferably in amounts of 0.001% to 3.0% by weight, more preferably 0.01% to 2% by
weight, calculated as the total amount of UV stabilizers used, based on the total weight of the polyisocyanate composition
A).
[0087] In an especially preferred embodiment, the invention relates to a polyisocyanurate plastic which is obtainable
by catalytic trimerization of a polyisocyanate composition A) which contains (1.) oligomeric polyisocyanates and (2.) is
low in monomeric diisocyanates, "low in monomeric diisocyanates" meaning that the polyisocyanate composition A) has
a content of monomeric diisocyanates of at most 20% by weight, wherein the polyisocyanurate plast contains at least
one UV stabilizer Cx) as defined above.
[0088] Suitable antioxidants Cy) are preferably sterically hindered phenols, which may be selected preferably from the
group consisting of 2,6-di-tert-butyl-4-methylphenol (ionol), pentaerythritol tetrakis(3-(3,5-di-tert-butyl-4-hydroxyphe-
nyl)propionate), octadecyl 3-(3,5-di-tert-butyl-4-hydroxyphenyl)propionate, triethylene glycol bis(3-tert-butyl-4-hydroxy-
5-methylphenyl)propionate, 2,2’-thiobis(4-methyl-6-tert-butylphenol) and 2,2’-thiodiethyl bis[3-(3,5-di-tert-butyl-4-hy-
droxyphenyl)propionate]. If required, they can be used either individually or in any desired combinations with one another.
[0089] These antioxidants Cy) are preferably used in amounts of 0.01% to 3.0% by weight, more preferably 0.02% to
2.0% by weight, calculated as the total amount of antioxidants used, based on the polyisocyanate composition A).
[0090] In an especially preferred embodiment, the invention relates to a polyisocyanurate plastic which is obtainable
by catalytic trimerization of a polyisocyanate composition A) which contains (1.) oligomeric polyisocyanates and (2.) is
low in monomeric diisocyanates, "low in monomeric diisocyanates" meaning that the polyisocyanate composition A) has
a content of monomeric diisocyanates of at most 20% by weight, wherein the polyisocyanurate plast contains at least
one antioxidant Cy) as defined above.
[0091] Apart from the small amounts of any catalyst solvents for use in addition, the process of the invention can be
conducted without solvent. More particularly, in the case of the inventive use for production of coatings or films, the
polyisocyanate component can optionally alternatively be diluted with organic solvents in order to reduce the processing
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viscosity. Solvents suitable for this purpose are, for example, the catalyst solvents that are inert toward isocyanate groups
and have already been described above.
[0092] In the case of the inventive use for production of films, semi-finished products or mouldings, further auxiliaries
and additives C) added, finally, may also be internal mould release agents Cz).
[0093] These are preferably the nonionic surfactants containing perfluoroalkyl or polysiloxane units that are known as
mould release agents, quaternary alkylammonium salts, for example trimethylethylammonium chloride, trimethylstear-
ylammonium chloride, dimethylethylcetylammonium chloride, triethyldodecylammonium chloride, trioctylmethylammo-
nium chloride and diethylcyclohexyldodecylammonium chloride, acidic monoalkyl and dialkyl phosphates having 2 to
18 carbon atoms in the alkyl radical, for example ethyl phosphate, diethyl phosphate, isopropyl phosphate, diisopropyl
phosphate, butyl phosphate, dibutyl phosphate, octyl phosphate, dioctyl phosphate, isodecyl phosphate, diisodecyl
phosphate, dodecyl phosphate, didodecyl phosphate, tridecanol phosphate, bis(tridecanol) phosphate, stearyl phos-
phate, distearyl phosphate, and any desired mixtures of such mould release agents.
[0094] Particularly preferred mould release agents Cz) are the acidic mono- and dialkyl phosphates mentioned, most
preferably those having 8 to 12 carbon atoms in the alkyl radical.
[0095] Internal mould release agents Cz) are used in the process of the invention, if appropriate, preferably in amounts
of 0.01% to 3.0% by weight, more preferably 0.02% to 2.0% by weight, calculated as the total amount of internal mould
release agent used, based on the polyisocyanate composition A).
[0096] In an especially preferred embodiment, the present invention relates to relates to a polyisocyanurate plastic
which is obtainable by catalytic trimerization of a polyisocyanate composition A) which contains (1.) oligomeric polyiso-
cyanates and (2.) is low in monomeric diisocyanates, "low in monomeric diisocyanates" meaning that the polyisocyanate
composition A) has a content of monomeric diisocyanates of at most 20% by weight and wherein the polyisoxyanurate
plastic contains at least one mould.release agent Cz) as defined above.
[0097] In one embodiment of the process of the invention, a trimerization catalyst B) or a mixture of different trimerization
catalysts B) is added to the polyisocyanate composition A) described, optionally under inert gas, for example nitrogen,
and optionally with additional use of the aforementioned solvents and auxiliaries and additives C), and mixed in homo-
geneously with the aid of a suitable mixing unit. The addition of catalyst B) and any solvent and auxiliaries and additives
C) for additional use can take place in any sequence, successively or in a mixture, in the above-specified amounts and
generally at a temperature of 0 to 100°C, preferably of 15 to 80°C, more preferably of 20 to 60°C.
[0098] The application of the catalysed reaction mixtures thus obtained can be effected by different methods known
per se according to the end use. For production of films or coatings, for example paints, a mixture of catalyst B) and
polyisocyanate composition A) can be applied, for example, by spraying, spreading, dipping or flow-coating or with the
aid of brushes, rollers or doctor blades, in one or more layers to any desired substrates, for example metal, wood, glass,
stone, ceramic materials, concrete, hard and flexible plastics, textiles, leather and paper, which may optionally also be
provided with standard primers prior to the coating.
[0099] For production of solid bodies, for example semi-finished products or mouldings, the mixture of catalyst B) and
polyisocyanate composition A) may be introduced into open or closed moulds, for example by simple manual pouring,
or with the aid of suitable machinery, for example the low-pressure or high-pressure machinery which is standard in
polyurethane technology.
[0100] Subsequently, the trimerization reaction can be started by heating, for example, the coated substrates or filled
moulds, the optimal reaction temperature, depending on the catalyst chosen in each case, being from 20 to 250°C,
preferably from 40 to 200°C, more preferably from 60 to 150°C. The reaction temperature can be kept constant within
the range specified over the entire curing operation to give the polyisocyanurate, or else be heated, for example over
the course of several hours, in a linear or stepwise manner up to a temperature of greater than 80°C, preferably greater
than 100°C, for example up to 130°C. When "reaction temperature" is mentioned here, this means the ambient temper-
ature.
[0101] Depending on the catalyst B) chosen and the reaction temperature chosen, the trimerization reaction is very
substantially complete, as defined below, after a period of less than one minute up to several hours or only after a few
days. The progress of the reaction can initially still be monitored by titrimetric determination of the NCO content, but
gelation and solidification of the reaction mixture sets in rapidly with advancing conversion, which makes wet-chemical
analysis methods impossible. The further conversion of isocyanate groups can then only be monitored by spectroscopic
methods, for example by IR spectroscopy with reference to the intensity of the isocyanate band at about 2270 cm-1.
[0102] The polyisocyanurate plastics of the invention are preferably polyisocyanurates with high conversion, i.e. those
in which the trimerization reaction to give polyisocyanurate structures is very substantially complete. A trimerization
reaction to give polyisocyanurate structures can be regarded as "very substantially complete" in the context of the present
invention when at least 80%, preferably at least 90% and more preferably at least 95% of the free isocyanate groups
originally present in the polyisocyanate composition A) have reacted. In other words, preferably only at most 20%, at
most 10% and more preferably at most 5% of the isocyanate groups originally present in the polyisocyanate composition
A) are present in the polyisocyanurate plastic of the invention. This can be achieved by continuing the catalytic trimerization
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in the process of the invention at least up to a conversion level at which only, for example, at most 20% of isocyanate
groups originally present in the polyisocyanate composition A) are present, such that a polyisocyanurate with high
conversion is obtained. The percentage of isocyanate groups still present can be determined by a comparison of the
content of isocyanate groups in % by weight in the original polyisocyanate composition A) with the content of isocyanate
groups in % by weight in the reaction product, for example by the aforementioned comparison of the intensity of the
isocyanate band at about 2270 cm-1 by means of IR spectroscopy.
[0103] The process of the invention affords transparent, yellowing-stable polyisocyanurate plastics which, according
to the type of starting polyisocyanate used, as well as isocyanurate structures, optionally contain further oligomeric
structures and are notable for excellent thermal stabilities.
[0104] The process of the invention enables synthesis, in a simple manner, by suitable selection of starting polyiso-
cyanates of different oligomeric structures, of polyisocyanurate plastics having different properties, for example different
degrees of hardness, mechanical properties or glass transition temperatures.
[0105] In contrast with polyisocyanurate plastics which have been produced proceeding from monomeric diisocyanates,
for example monomeric HDI, the process products of the invention feature considerably lower volume shrinkage during
curing, for which reason they are especially suitable for production of ultrahigh-precision mouldings. The comparatively
low heat of reaction released also permits the problem-free production of solid large-volume mouldings.
[0106] The invention is elucidated in detail hereinafter by examples.

Examples

[0107] All percentages are based on weight, unless stated otherwise.
[0108] The NCO contents were determined by titrimetric means to DIN EN ISO 11909.
[0109] The residual monomer contents were measured to DIN EN ISO 10283 by gas chromatography with an internal
standard.
[0110] All the viscosity measurements were made with a Physica MCR 51 rheometer from Anton Paar Germany GmbH
(DE) to DIN EN ISO 3219.
[0111] The densities of the starting polyisocyanates were determined to DIN EN ISO 2811, and those of the cured
polyisocyanurate plastics to DIN EN ISO 1183-1.
[0112] The contents (mol%) of the uretdione, isocyanurate, allophanate, biuret, iminooxadiazinedione and/or oxadi-
azinetrione structures present in the starting polyisocyanates were calculated from the integrals of proton-decoupled
13C NMR spectra (recorded on a Bruker DPX-400 instrument) and are each based on the sum total of uretdione,
isocyanurate, allophanate, biuret, iminooxadiazinedione and/or oxadiazinetrione structures present. In the case of HDI
polyisocyanates, the individual structural elements have the following chemical shifts (in ppm): uretdione: 157.1; isocy-
anurate: 148.4; allophanate: 155.7 and 153.8, biuret: 155.5; iminooxadiazinedione: 147.8, 144.3 and 135.3; oxadiazin-
etrione: 147.8 and 143.9.
[0113] The glass transition temperature Tg was determined by means of DSC (differential scanning calorimetry) with
a Mettler DSC 12E (Mettler Toledo GmbH, Giessen, Germany) in accordance with DIN EN 61006. Calibration was
effected via the melt onset temperature of indium and lead. 10 mg of substance were weighed out in standard capsules.
The measurement was effected by three heating runs from -50°C to +200°C at a heating rate of 20 K/min with subsequent
cooling at a cooling rate of 320 K/min. Cooling was effected by means of liquid nitrogen. The purge gas used was
nitrogen. The values reported in the table below are each based on the evaluation of the 1st heating curve, since changes
in the sample in the measurement process at high temperatures are possible in the reactive systems being examined
as a result of the thermal stress in the DSC. The glass transition temperature Tg determined was the temperature at half
the height of a glass transition step.
[0114] Shore hardnesses were measured to DIN 53505 with the aid of a Zwick 3100 Shore hardness tester (from
Zwick, Germany).
[0115] IR spectra were recorded on a Spectrum 2 FT-IR spectrometer from Perkin Elmer, Inc. equipped with an ATR unit.

Starting compounds

Starting polyisocyanate A1)

[0116] HDI polyisocyanate containing isocyanurate groups, prepared in accordance with Example 11 of EP-A 330
966, with the alteration that the catalyst solvent used was 2-ethylhexanol rather than 2-ethylhexane-1,3-diol. The reaction
was stopped at an NCO content of the crude mixture of 42% by adding dibutyl phosphate. Subsequently, unconverted
HDI was removed by thin-film distillation at a temperature of 130°C and a pressure of 0.2 mbar.
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[0117] Distribution of the oligomeric structure types:

Starting polyisocyanate A2)

[0118] HDI polyisocyanate containing isocyanurate and iminooxadiazinedione groups, prepared in accordance with
Example 4 of EP-A0 962 455, by trimerization of HDI using a 50% solution of tetrabutylphosphonium hydrogendifluoride
in isopropanol/methanol (2:1) as catalyst. The reaction was stopped at an NCO content of the crude mixture of 43% by
adding dibutyl phosphate. Subsequently, unconverted HDI was removed by thin-film distillation at a temperature of
130°C and a pressure of 0.2 mbar.

[0119] Distribution of the oligomeric structure types:

Starting polyisocyanate A3)

[0120] HDI polyisocyanate containing isocyanurate and uretdione groups, prepared by tributylphosphine-catalysed
oligomerization in accordance with Example 1a) of EP-A 0 377 177, with the alteration that no 2,2,4-trimethylpentane-
1,3-diol was used. The reaction was stopped at an NCO content of 42%, and unconverted HDI was removed by thin-
film distillation at a temperature of 130°C and a pressure of 0.2 mbar.

[0121] Distribution of the oligomeric structure types:

NCO content: 23.0%
NCO functionality: 3.2

Monomeric HDI: 0.1%
Viscosity (23°C): 1200 mPas
Density (20°C): 1.17 g/cm3

Isocyanurate: 89.7 mol%
Iminooxadiazinedione 2.5 mol%
Uretdione 2.7 mol%

Allophanate: 5.1 mol%

NCO content: 23.4%
NCO functionality: 3.2
Monomeric HDI: 0.2%
Viscosity (23°C): 700 mPas

Density (20°C): 1.15 g/cm3

Isocyanurate: 49.9 mol%
Iminooxadiazinedione 45.3 mol%
Uretdione 4.8 mol%
Allophanate: 0.0 mol%

NCO content: 22.7%
NCO functionality: 2.2

Monomeric HDI: 0.3%
Viscosity (23°C): 90 mPas
Density (20°C): 1.13 g/cm3

Isocyanurate: 15.6 mol%
Iminooxadiazinedione 6.3 mol%
Uretdione 78.1 mol%
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Starting polyisocyanate A4)

[0122] HDI polyisocyanate containing biuret groups, prepared in accordance with the process of EP-A 0 150 769 by
reacting 8.2 mol of HDI with 1.0 mol of water in the presence of 0.05 mol of pivalic anhydride at a temperature of 125°C.
On attainment of an NCO content of 36.6%, unconverted monomeric HDI was removed together with pivalic anhydride
by thin-film distillation at a temperature of 130°C and a pressure of 0.2 mbar.

[0123] Distribution of the oligomeric structure types:

Starting polyisocyanate A5)

[0124] HDI polyisocyanate containing allophanate groups, prepared by reaction of 12.5 mol of HDI with 1.0 mol of
butane-1,3-diol at a temperature of 105°C in the presence of 800 ppm of a 5% solution of zinc 2-ethylhexanoate in 2-
ethylhexanol as allophanatization catalyst. On attainment of an NCO content of 40.3%, the reaction was stopped by
adding 800 ppm of a 5% solution of isophthaloyl dichloride in HDI, and unconverted HDI was removed by thin-film
distillation at a temperature of 130°C and a pressure of 0.2 mbar.

[0125] Distribution of the oligomeric structure types:

Starting polyisocyanate A6)

[0126] HDI polyisocyanate containing allophanate and isocyanurate groups, prepared according to Example 1 of EP-
A 496 208.

(continued)

Allophanate: 0.0 mol%

NCO content: 23.0%
NCO functionality: 3.2
Monomeric HDI: 0.4%
Viscosity (23°C): 2500 mPas

Density (20°C): 1.13 g/cm3

Biuret: 87.7 mol%
Uretdione 12.3 mol%
Allophanate: 0.0 mol%

NCO content: 23.0%

NCO functionality: 4.4
Monomeric HDI: 0.2%
Viscosity (23°C): 4900 mPas
Density (20°C): 1.12 g/cm3

Isocyanurate: 3.7 mol%
Uretdione: 3.7 mol%

Allophanate: 92.6 mol%

NCO content: 19.8%
NCO functionality: 2.5

Monomeric HDI: 0.3%
Viscosity (23°C): 570 mPas
Density (20°C): 1.11 g/cm3
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[0127] Distribution of the oligomeric structure types:

Starting polyisocyanate A7

[0128] The starting isocyanate A1 was distilled to yield a fraction with >99% Polyisocyanurate Trimer of HDI according
to 13C NMR spectroscopy. NCO

[0129] Distribution of the oligomeric structure types:
Isocyanurate: 99,2 mol%
Iminooxadiazinedione + Uretdione + Allophanate <1 mol%

Example 1 (inventive)

[0130] 25 g of the starting polyisocyanate A1) were weighed together with 0.4 g of tin(II) octoate into a polypropylene
cup and homogenized with the aid of a Speed-Mixer DAC 150 FVZ (from Hauschild, Germany) at 3500 rpm for 1 min.
The closed polypropylene cup was heated in a drying cabinet to 80°C for 5 h and then heated to 120°C for 2 h. The
specimen was demoulded and heat-treated at 140°C for a further 2 h.
[0131] A transparent polyisocyanurate plastic having the following characteristic data was obtained:

[0132] By IR spectroscopy, no isocyanate groups (band at 2270 cm-1) were detectable any longer.

Example 2 (comparative)

[0133] 25 g of HDI (density: 1.05 g/cm3) were weighed together with 0.4 g of tin(II) octoate into a polypropylene cup
and homogenized with the aid of a Speed-Mixer DAC 150 FVZ (from Hauschild, Germany) at 3500 rpm for 1 min. The
closed polypropylene cup was heated in a drying cabinet to 80°C for 5 h and then heated to 120°C for 2 h. The specimen
was demoulded and heat-treated at 140°C for a further 2 h.
[0134] A transparent polyisocyanurate plastic having the following characteristic data was obtained:

[0135] By IR spectroscopy, no isocyanate groups (band at 2270 cm-1) were detectable any longer.
[0136] The comparison shows that the polyisocyanurate plastic produced in accordance with the invention using the
polyisocyanate A1) from Example 1, under the same trimerization conditions, exhibits considerably lower volume shrink-
age than the polyisocyanurate obtained proceeding from monomeric HDI.

Isocyanurate: 33.1 mol%

Allophanate: 66.9 mol%

content: 24,8 %
NCO functionality: 3.0

Monomeric HDI: <0.1%
Viscosity (23°C): 700 mPas
Density (20°C): 1.17 g/cm3

Tg: 127.7°C
Shore D hardness: 83
Density (20°C): 1.24 g/cm3

Volume shrinkage: 5.6%

Tg: 125.4°C
Shore D hardness: 79
Density (20°C): 1.24 g/cm3

Volume shrinkage: 15.3%
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Examples 3 to 7 (inventive)

[0137] By the method described in Example 1, 25 g of each of the starting polyisocyanates A2) to A6) were trimerized
with 0.4 g of tin(II) octoate to give polyisocyanurate plastics.
[0138] In none of the products obtained were isocyanate groups (band at 2270 cm-1) still detectable by IR spectroscopy.

Example 8 (inventive)

[0139] 100 g of the starting polyisocyanate are weighed into a polypropylene cup together with a catalyst mixture
consisting of 0.177 g of potassium acetate, 0.475 g of [18]crown-6 and 3.115 g of diethylene glycol, and homogenized
at 2750 rpm with the aid of a Speed-Mixer DAC 150 FVZ (from Hauschild, Germany) for 1 min. 8 g of the contents of
the polypropylene cup are weighed into an aluminium dish of diameter 6.3 cm and depth 1 cm which, for better demoulding,
had previously been rubbed with 1% soya lecithin W250 in ethyl acetate solution and dried. The aluminium dish thus
filled is heated in a drying cabinet at 180°C for 10 min. After cooling to room temperature, the test specimen is demoulded.
Test specimens of thickness about 2 mm are obtained.
[0140] The following table shows characteristic properties of the products:

Claims

1. Polyisocyanurate plastic obtainable by catalytic trimerization of a polyisocyanate composition A) which contains
oligomeric polyisocyanates and is low in monomeric diisocyanates, "low in monomeric diisocyanates" meaning that
the polyisocyanate composition A) has a content of monomeric diisocyanates of at most 20% by weight.

2. Polyisocyanurate plastic according to Claim 1, characterized in that the oligomeric polyisocyanates are selected
from at least one oligomeric polyisocyanate having uretdione, isocyanurate, biuret, iminooxadiazinedione or oxadi-
azinetrione structure or mixtures thereof but are essentially free of allophanate structures.

3. Polyisocyanurate plastic according to Claim 1 or 2, characterized in that the oligomeric polyisocyanates are a
mixture of at least two oligomeric polyisocyanates, where the at least two oligomeric polyisocyanates are of different
structure selected from the group consisting of uretdione, isocyanurate, biuret, iminooxadiazinedione and oxadiazi-
netrione structure and mixtures thereof.

4. Polyisocyanurate plastic according to any of Claims 1 to 3, characterized in that the polyisocyanate composition
A) consists to an extent of at least 70% by weight, based in each case on the weight of the polyisocyanate composition
A), of polyisocyanates having exclusively aliphatically and/or cycloaliphatically bonded isocyanate groups.

5. Polyisocyanurate plastic according to any of Claims 1 to 4, characterized in that the oligomeric polyisocyanates
have exclusively aliphatically and/or cycloaliphatically bonded isocyanate groups.

6. Polyisocyanate plastic according to any of Claims 1 to 5, characterized in that the oligomeric polyisocyanates
consist of one or more oligomeric polyisocyanates formed from 1,5-diisocyanatopentane, 1,6-diisocyanatohexane,
isophorone diisocyanate or 4,4’-diisocyanatodicyclohexylmethane or mixtures thereof.

7. Polyisocyanurate plastic according to any of Claims 1 to 6, characterized in that the oligomeric polyisocyanates
have a mean NCO functionality of 2.0 to 5.0.

Example 3 4 5 6 7 8

Starting polyisocyanate A2) A3) A4) A5) A6) A7)

Appearance clear clear clear clear clear clear

Tg [°C] 127.7 124.9 121.4 102.5 119.0 114.2

Shore D hardness 82 79 80 83 82 81

Density (20°C) [g/cm3] 1.24 1.24 1.23 1.22 1.23 1.23

Volume shrinkage [%] 7.3 8.9 8.1 8.2 9.8 5.8
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8. Polyisocyanurate plastic according to any of Claims 1 to 7, characterized in that the polyisocyanate composition
A) has a content of isocyanate groups of 8.0% to 28.0% by weight, based on the weight of the polyisocyanate
composition A).

9. Polyisocyanurate plastic according to any of Claims 1 to 8, wherein "low in monomeric diisocyanates" means that
the polyisocyanate composition A) has a content of monomeric diisocyanates of not more than 10% by weight,
based on the weight of the polyisocyanate composition A).

10. Polyisocyanurate plastic according to any of Claims 1 to 9, characterized in that it is a polyisocyanurate having a
high conversion level in which at most 20% of the isocyanate groups originally present in the polyisocyanate com-
position A) have been conserved.

11. Polyisocyanurate plastic according to any of Claims 1 to 10, characterized in that the polyisocyanate composition
A) is obtainable by modifying monomeric diisocyanates with subsequent removal of unconverted monomers.

12. Use of a polyisocyanurate plastic according to any of Claims 1 to 11 for production of coatings, films, semi-finished
products or mouldings.

13. Coatings, films, semi-finished products and mouldings comprising a polyisocyanurate plastic according to any of
Claims 1 to 11.
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