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Description

Field of Invention

[0001] This invention relates to a method of improving the adhesion and speed of link up of a reactive adhesive to a
substrate.

Background of Invention

[0002] Reactive adhesives, for example, isocyanate functional (polyurethane or urea forming), epoxy based and silanol
condensation based adhesives, are used for bonding a wide variety of substrates together. Such adhesives are utilized
in construction, vehicle manufacture, assembly of electronic subassemblies and devices, toys and the like. Such adhe-
sives have found widespread use because they allow for reasonable processing conditions and exhibit good adhesion
to many substrates. For many substrates the processes used to assemble parts using reactive adhesives require cleaning
of the substrate surface to remove contaminants, sometimes the system used to clean the surface is referred to as a
wipe. In many processes a primer or activator is utilized to facilitate adhesion of the adhesive to the substrate. A primer
or activator system typically contains a film forming resin, a solvent and one or more of an adhesion promoter, catalyst,
curing agent or cross linking agent. See for example DE 19924139. Primers require the formation of a film on the substrate
surface which bonds to the substrate surface and to the adhesive surface. In most commercial applications, primers
require a minimum amount of time between application of the primer and application of the adhesive to allow adequate
film build up. If an adhesive is applied before such minimum time, the primer will not have the opportunity to form a
coherent film and there is a significant risk that the primer will not bond to either of the substrate surface or the adhesive
surface. Many primers are moisture cure primers which require the presence of moisture to form an adequate film.
Examples of such primers are U.S. 5,115,086; U.S. 5,238,993; U.S. 5,466,727; U.S. 5,468,317; and U.S. 5,792,811,.
Non-film forming solutions of adhesion promoters, often called activators, are used which may contain groups intended
for reaction with the substrate and the adhesive. Examples of wipe systems include U.S. 6,053,971,. Examples of such
adhesion promoters useful in such systems are silanes, isocyanate containing compounds, titanates and zirconates
such as disclosed in U.S. Patent Publications 2005/0126683 and 2006/0124225.
[0003] One-part isocyanate functional adhesives typically contain one or more isocyanate functional materials in the
form of polyisocyanates or isocyanate functional prepolymers and a catalyst for the cure of the adhesive. Typically, these
adhesives cure as a result of exposure to moisture and are protected from moisture until applied to a substrate. When
one-part polyurethane adhesives are used with a primer, the cure rate of the primer and the adhesive must be matched
to allow the adhesive to link up to the primer. For primers which cure or form a film with exposure to moisture, the
adhesive and the primer compete for moisture. With the adhesive applied over the primer, it is often difficult for moisture
to diffuse to the primer and the primer may not adequately form a film. If the primer does not properly cure, the bond of
the adhesive system to the substrate may not be sufficient for use.
[0004] A two-part polyisocyanate based adhesive comprises, in one part, a polyisocyanate or an isocyanate functional
prepolymer and in a second part a curing agent and catalyst for the reaction of the curing agent with isocyanate groups.
Further, the link up of the adhesive to the surface of the substrate or the primer needs to be matched. If the cure rate of
the adhesive is significantly faster than the link up of the adhesive to the substrate surface or the primer surface, then
poor adhesion to the substrate will occur and the bond of the adhesive system to the substrate may not be sufficient for
use. Typically, the curing agent is a compound having on average more than one active hydrogen atom, for instance
an amine or hydroxyl moiety. Examples of such systems include the adhesive systems disclosed in the commonly owned
patent application titled COMPOSITION USEFUL AS AN ADHESIVE FOR INSTALLING VEHICLE WINDOWS filed in
the United States on June 3, 2007 having a serial number of 111824,984 and filed in the PCT on June 5, 2007 having
a serial number PCT/US07/013; U.S. 6,965,008; EP 1433802 and EP 1578834. The adhesive starts to cure when the
two parts are contacted. Two-part adhesives have the advantage that they cure much faster than one-part adhesives.
The problem with utilizing two-part adhesives with primers is that the adhesives can cure faster than the primer cures
and not link up to the primer. Also, the adhesive which contains isocyanate groups can tie up moisture needed to cure
the primer. Thus, the time period between primer application and application of the adhesive to the substrate needs to
allow for adequate film build, otherwise the system may not completely link up and form good bonds along all of the
layers of the adhesive system. Further, the link up speed needs to be matched to the adhesive cure rate. If either is too
fast compared to the other, then poor adhesion to the substrate will occur and the bond of the adhesive system to the
substrate may not be sufficient for use.
[0005] One-part epoxy adhesive systems comprise compounds having on average more than one epoxy (glycidyl
ether group), a curing agent comprising on average more than one moiety which react with epoxy moieties, such as
hydroxyl or amine moieties, and a latent curing catalyst. The latent curing catalyst typically becomes active when exposed
to a defined elevated temperature. One-part epoxy adhesives require heat to cure and if not properly formulated can
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suffer from stability problems, i.e., can cure before applied. If the catalyst causes the reaction to proceed too rapidly,
the adhesive may not link up to the substrate surface of, if used, primers applied to the surface of the substrate.
[0006] A two-part epoxy system comprises, in one part, compounds having on average one or more epoxy groups
and, in another part, a curing agent for the epoxy and a catalyst (often referred to as an accelerator) for the cure of the
epoxy compound. Typically, the catalyst is active at ambient temperatures and accelerates reaction when the two parts
are contacted. The speed of cure can be adjusted to fit the application by choice of curing agent and/or catalyst. Nev-
ertheless, in primered systems the adhesive cure speed, the link up speed and the open time need to be carefully
controlled or link up of the adhesive to the primer system can be compromised. Activator systems do not address the
need to balance the link-up reaction with the curing reaction.
[0007] Another common adhesive system comprises organic based polymers having siloxy groups with hydrolyzable
groups bonded thereto, i.e., groups capable of silanol condensation. These adhesives are used to bond a variety of
substrates including glass, painted substrates, metals and plastics having relatively high polarity surfaces. Such adhe-
sives can be formulated into one or two-part adhesives. The one-part adhesives are moisture curable. The two-part
adhesives contain a curing agent in the second part. Examples of such adhesive systems are disclosed in Mahdi et.
al.,U.S. 6,828,403; Wu et al., U.S. 6,649,016 and Zhu U.S. Patent Application 2008/0017296
[0008] The use of primers in adhesive systems require process steps to apply the primer, provide two additional
surfaces along which an adhesive system can fail and due to the open time requirement, add process time to manufac-
turing processes. In modern industrial processes, there is a need to move parts and to place loads on adhesive systems
as soon as possible. Moving parts or articles bonded together with adhesives or placing a load on the adhesive bond
before the system builds adequate strength can result in failure of the adhesive system thus resulting in faulty parts or
articles. What is needed is a system for bonding parts using reactive adhesives which avoids these problems and which
matches the cure rate of the reactive adhesive to the link up speed to the substrate or the primer system.

Summary of Invention

[0009] The invention is a system, or kit, comprising

i) a solution or dispersion consisting of a catalyst for the curing of a reactive polyisocyanate adhesive comprising
one or more metal salts, aziridine based catalysts, quaternary ammonium catalysts or amine catalysts selected from
1,3,5-tris (3(dimethylamino) propyl)hexahydro-s-triazine, tris(dimethylaminomethyl) phenol and 2,4,6-tris(dimethyl
aminomethyl) phenol; a volatile solvent or dispersant; and optionally a marker which is used to identify the application
of the catalyst to the substrate surface; and,

ii) a reactive polyisocyanate adhesive wherein the catalyst is capable of accelerating the cure of the reactive polyiso-
cyanate adhesive. The reactive adhesive system can be a one or two-part system.

[0010] In another embodiment, the invention is a method of bonding a reactive adhesive to at least one substrate
comprising:

a) contacting a solution or dispersion consisting of a catalyst for a curing of a reactive polyisocyanate adhesive
comprising one or more metal salts, aziridine based catalysts, quaternary ammonium catalysts or amine catalysts
selected from 1,3,5-tris (3(dimethylamino) propyl)hexahydro-s-triazine, tris(dimethylaminomethyl) phenol and 2,4,6-
tris(dimethyl aminomethyl) phenol; a volatile solvent or dipersant and optionally a marker which is used to identify
the application of the catalyst to the substrate surface; with a surface of the substrate to which the adhesive will be
bonded;

b) allowing the volatile solvent or dispersant to volatilize away;

c) contacting a reactive polyisocyanate adhesive with the surface treated in step a); and,

d) allowing the adhesive to cure.

[0011] This process is performed in the absence of a primer and a primer containing film forming agent.
[0012] The adhesive bonds directly to the substrate surface not to a separate primer layer. Preferably, once the solvent
volatilizes away, the substrate has the catalyst on the surface to be bonded. In one embodiment, the catalyst is the only
significant species deposited on the surface of the substrates. The solvent or dispersant, in addition, to carrying the
catalyst also can function to clean the surface of the substrate. In another embodiment, the catalyst solution or dispersion
contains a marker which is used to identify the application of the catalyst to the substrate surface.
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[0013] This process provides faster link of the adhesive to the substrate, allows the formulation of one-part adhesives
with lower catalyst concentrations which enhances the stability of the one-part adhesive and allows for bonded parts or
articles which can be handled in a shorter time period. The surface quality of the newer generation car paints has
changed. Scratch and aging properties are improved, which on the other hand makes it more difficult to bond primerless
to these paints, with prior art systems. Very often a sag/sliding of the adhesive, with the glass can be observed, with
prior art systems. The pre-treatment according to the invention can avoid this problem and avoid the need for a paint primer.

Detailed Description of the Invention

[0014] The adhesive systems used in this invention can be any reactive adhesives system which can utilize catalysts
to facilitate curing of the system. "Reactive" means herein that the adhesive contains components which react to form
a polymeric matrix that is set irreversibly once cured. Among preferred reactive adhesive systems are epoxy, polyiso-
cyanate (forms polyurethane, polyurea and/or polyisocyanaurates), moisture curable silanes, heat curing polyurethane
adhesives based on blocked or deactivated isocyanate groups and the like. More preferred systems are epoxy and
polyisocyanate based adhesive systems. Even more preferred adhesive systems are polyisocyanate systems. The
adhesive systems can be either one or two-part adhesive systems. More preferred are two-part adhesive systems.
[0015] The catalyst solution or dispersion applied to the substrate contains a catalyst for the particular adhesive system
utilized. The choice of catalyst is driven by the adhesive system. Adhesive systems and catalysts for such systems are
described hereinafter. Suitable catalysts are metal salts, aziridine based catalysts, quaternary ammonium catalysts or
amine catalysts selected from 1,3.5-tris(3(dimethylamino-propyl)hexahydro-s-triazine, tris(dimethylaminomethyl) phenol
and 2,4,6-tris(dimethyl aminomethyl) phenol. The solvent or dispersant can be any volatile solvent or dispersant which
forms a stable solution or dispersion of the catalyst. "Stable" means the catalyst remains in dispersion or solution until
applied to the substrate surface. The solvent or dispersant is volatile under conditions that the solution or dispersion is
applied to the substrate. It is desirable for the solvent or dispersant to evaporate away or flash off as rapidly as possible
after application to the substrate. Preferably, the catalyst solution or dispersion leaves only the catalyst on the surface
of the substrate after the solvent or dispersant flashes off. In another embodiment, the solution or dispersant can contain
a marker which allows an operator of the process to confirm that the solution or dispersion was applied. Such markers
include fluorescing components which are readily available from numerous sources, for example, Aldrich Chemical Co.,
Milwaukee, Wisconsin. As a specific example, the fluorescing component can be Uvitex OB brand fluorescing agent
available from Ciba Specialty Chemicals, Tarrytown, New York (USA). The amount of fluorescing agent added to the
catalyst solution or dispersion must be sufficient so that the area of the window treated with the catalyst solution or
dispersion is apparent when the window is illuminated with an ultraviolet light. In this embodiment, the marker can be
left on the substrate surface along with the catalyst. Among preferred solvents or dispersants are cycloaliphatic hydro-
carbons, aliphatic hydrocarbons, aromatic hydrocarbons, ketones, esters, ethers or alcohols with cycloaliphatic hydro-
carbons, aliphatic hydrocarbons, aromatic hydrocarbons being more preferred. More preferred solvents or dispersants
are aliphatic hydrocarbons. Among preferred aliphatic hydrocarbons are hexane, heptane and octane. Among preferred
cycloaliphatic hydrocarbons is cyclohexane. Among preferred aromatic hydrocarbons are toluene and xylene.
[0016] The catalyst concentration in the solution or dispersion can be varied to fit the adhesive system, the speed of
cure and link up desired. The catalyst amount is that amount sufficient to give the desired link up speed. "Link up" means
to bond to the surface adjacent to the specified material. Preferably, the catalyst is present in an amount based on the
weight of the solution or dispersion of about 0.01 percent by weight or greater, more preferably about 0.05 percent by
weight or greater and most preferably 0.1 percent by weight or greater. Preferably, the catalyst is present in an amount
based on the weight of the solution of about 20 percent by weight or less, more preferably about 5 percent by weight or
less and most preferably about 2 percent by weight or less.
[0017] For polyisocyanate based adhesive systems, the catalyst can be any catalyst known to the skilled artisan for
the reaction of isocyanate moieties with water or active hydrogen containing compounds from the list identified above.
Preferably, the catalysts are not volatile at ambient conditions. Such compounds are well known in the art. Preferred
catalysts comprise strong gelling or trimerization catalysts. Suitable catalysts are metal salts, amine based catalysts
selected from 1,3.5-tris(3(dimethylamino-propyl)hexahydro-s-triazine, tris(dimethylaminomethyl) phenol and 2,4,6-
tris(dimethyl amino methyl) phenol, aziridine based catalysts or quaternary ammonium catalysts. Among preferred cat-
alysts are metal alkanoates, metal acetates, metal acetylacetonates, diazabicylo compounds and tertiary amines. Pre-
ferred metals used in the metal salts include tin, bismuth, iron, potassium, sodium, zinc, and titanium, with tin, bismuth
and titanium being more preferred. Preferred metal alkanoate catalysts include bismuth, zinc, potassium and sodium
alkanoates, including bismuth octoate, bismuth neodecanoate, zinc octoate, potassium octoate, and sodium octoate.
Preferred metal acetates include potassium acetate. Preferred metal acetyl acetylacetonates include iron acetyl aceto-
nate, dibutyl tin diacetylacetonate and titanium acetylacetonate. More preferred catalysts are ammonium salts, such as
DABCO™ TMR, TMR-3, TMR-4 catalysts (N-hydroxy-alkylquatemary ammonium carboxylate blocked with 2 ethyl hex-
anoic acid in ethylene glycol) available from Air Products, DABCO™ TMR-2 and TMR-5 catalysts (N-hydroxy-alkylquate-
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mary ammonium carboxylate blocked with formic acid in ethylene glycol) available from Air Products. Included in preferred
amine catalysts are tertiary amines such as POLYCAT™ 41 catalyst(1,3.5-tris(3(dimethylaminopropyl)hexahydro-s-
triazine); DABCO™ TMR-30 catalysts(tris(dimethylaminomethyl)phenol and ANCAMINE™ K-54 2,4,6-tris(dimethyl ami-
no methyl) phenol. Organometallic compounds such as organotin compounds are less preferred due to industrial hygiene
and technical reasons. If used in the process, the bonds formed are subject to breaking with exposure to heat and moisture.
[0018] Isocyanate based (polyurethane or polyurea forming) adhesive systems comprise an isocyanate functional
component. An isocyanate functional component contains one or more compounds having on average more than one
isocyanate functional group per molecule. The isocyanate functional compound can be any compound which contains
on average more than one isocyanate moiety. The isocyanate functional compound can be in the form of an isocyanate
functional prepolymer or in the form of a monomer or oligomer having on average greater than 1 isocyanate group, and
preferably 2 or more isocyanate groups. The isocyanate prepolymer can by any prepolymer prepared by reaction of an
isocyanate functional compound with one or more compounds having on average more than one isocyanate reactive
functional groups, such as hydroxyl, amine, thiol, carboxyl and the like under conditions such that the prepolymer prepared
have on average more than one isocyanate moiety (group) per molecule. Polyisocyanate based systems can be one
part or two-part systems. In a one-part system the isocyanate functional component further comprises a catalyst and
other components as described hereinafter. The one component systems typically cure by moisture curing. Once for-
mulated the one-part adhesives are packaged in air and moisture proof containers to prevent curing before application.
[0019] In another embodiment, the adhesive system used in the invention is a two-part polyisocyanate containing
adhesive system. The two parts are reactive with one another and when contacted have adhesive properties and undergo
a curing reaction wherein the composition is capable of bonding substrates together. One part of the composition
comprises, or contains, an isocyanate functional component. This is typically referred to as the resin side or A side. The
other component of the composition is an isocyanate reactive component which comprises, or contains, one or more
compounds, oligomers or prepolymers having on average more than one group reactive with isocyanate moieties as
described herein. The second part is commonly known as the curative or B side. Compounds having on average one
or more isocyanate reactive groups can be prepolymers or can be small chain compounds such as difunctional chain
extenders or polyfunctional cross linking agents known in the art. Typically, the chain extenders and crosslinking agents
have a molecular weight of about 250 Daltons or less. A catalyst as described hereinbefore may be utilized in the curative
side. The reaction product is a cured product which is capable of bonding certain substrates together.
[0020] Preferable polyisocyanates for use in this invention include aliphatic, cycloaliphatic, araliphatic, heterocyclic or
aromatic polyisocyanates, or mixtures thereof. Preferably, the polyisocyanates used have an average isocyanate func-
tionality of at least about 2.0 and an equivalent weight of at least about 80. Preferably, the isocyanate functionality of
the polyisocyanate is at least about 2.0, more preferably at least about 2.2, and is most preferably at least about 2.4;
and is preferably no greater than about 4.0, more preferably no greater than about 3.5, and is most preferably no greater
than about 3.0. Higher functionalities may also be used, but may cause excessive cross-linking, and result in a composition
which is too viscous to handle and apply easily, and can cause the cured composition to be too brittle. Preferably, the
equivalent weight of the polyisocyanate is at least about 100, more preferably at least about 110, and is most preferably
at least about 120; and is preferably no greater than about 300, more preferably no greater than about 250, and is most
preferably no greater than about 200. Examples of preferable polyisocyanates include those disclosed by Wu, U.S.
Patent No. 6,512,033 at column 3, line 3 to line 49 . More preferred isocyanates are aromatic isocyanates, alicyclic
isocyanates and derivates thereof. Even more preferred polyisocyanates include diphenylmethane diisocyanate and
polymeric derivatives thereof, isophorone diisocyanate, tetramethylxylene diisocyanate, 1,6-hexamethylene diisocy-
anate and polymeric derivatives thereof, bis(4-isocyanatocylohexyl)methane, and trimethyl hexamethylene diisocyanate.
The most preferred isocyanate is diphenylmethane diisocyanate.
[0021] The term "isocyanate-reactive compound" as used herein includes any organic compound having at least two
isocyanate-reactive moieties, such as a compound containing an active hydrogen moiety, or an imino-functional com-
pound. For the purposes of this invention, an active hydrogen containing moiety refers to a moiety containing a hydrogen
atom which, because of its position in the molecule, displays significant activity according to the Zerewitinoff test described
by Wohler in the Journal of the American Chemical Society, Vol. 49, p. 3181 (1927). Illustrative of such active hydrogen
moieties are -COOH, -OH, -NH2, -NH-, -CONH2,-SH, and -CONH-. Preferable active hydrogen containing compounds
include polyols, polyamines, polymercaptans and polyacids. Suitable imino-functional compounds are those which have
at least one terminal imino group per molecule, such as are described, for example, in U.S. Patent No. 4,910,279.
Preferably, the isocyanate reactive compound is a polyol or a polyamine, and is more preferably a polyether polyol.
[0022] Preferable polyols useful in the preparation of the prepolymers include those disclosed in Wu, U.S. Patent No.
6,512,033 at column 4, line 10 to line 64, and include, for example, polyether polyols, polyester polyols, poly(alkylene
carbonate)polyols, hydroxyl containing polythioethers, polymer polyols (dispersions of vinyl polymers in such polyols,
commonly referred to as copolymer polyols) and mixtures thereof. Preferably, the isocyanate-reactive compound has a
functionality of at least about 1.5, more preferably at least about 1.8, and is most preferably at least about 2.0; and is
preferably no greater than about 4.0, more preferably no greater than about 3.5, and is most preferably no greater than
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about 3.0. Preferably, the equivalent weight of the isocyanate-reactive compound is at least about 200, more preferably
at least about 500, and is more preferably at least about 1,000; and is preferably no greater than about 5,000, more
preferably no greater than about 3,000, and is most preferably no greater than about 2,500.
[0023] The isocyanate functional prepolymers for use in the isocyanate functional adhesive systems preferably exhibit
an average isocyanate functionality of at least about 2.0 and a molecular weight of at least about 500 and more preferably
about 1,000. Preferably, the average isocyanate functionality of the prepolymer is at least about 2.0, and is more preferably
at least about 2.2. Preferably, the isocyanate functionality is no greater than about 4.0, more preferably, no greater than
about 3.5 and most preferably, no greater than about 3.0. Preferably, the weight average molecular weight of the
prepolymer is at least about 2,500, and is more preferably at least about 3,000; and is preferably no greater than about
40,000, even more preferably, no greater than about 20,000, and is most preferably no greater than about 10,000. The
prepolymer may be prepared by any suitable method, such as by reacting compounds having two or more groups reactive
with isocyanate groups, such as the polyols or polyamines, with an excess over stoichiometry of a polyisocyanate under
reaction conditions sufficient to form the corresponding prepolymer. The prepolymer may be prepared by any suitable
method, such as bulk polymerization and solution polymerization. The reaction to prepare the prepolymer is carried out
under anhydrous conditions, preferably under an inert atmosphere, such as a nitrogen blanket, to prevent cross-linking
of the isocyanate groups by atmospheric moisture. The reaction is catalyzed by a catalyst for the reaction of isocyanate
groups with isocyanate reactive groups. Examples of such include the stannous salts of carboxylic acids, such as
stannous octoate, stannous oleate, stannous acetate, and stannous laurate; dialkyltin dicarboxylates, such as dibutyltin
dilaurate and dibutyltin diacetate, tertiary amines and tin mercaptides. Preferably, the reaction to prepare the prepolymer
is catalyzed by stannous octoate. The amount of catalyst employed is generally between about 0.005 and about 5
percent by weight of the mixture catalyzed, depending on the nature of the isocyanate. The reaction is preferably carried
out at a temperature between about 0°C and about 150°C, more preferably between about 25°C and about 80°C, until
the residual isocyanate content determined by titration of a sample is very close to the desired theoretical value. For
two-part isocyanate based adhesive systems, the isocyanate content in the prepolymers is preferably in the range of
about 6 percent to about 35 percent by weight, more preferably in the range of about 8 percent to about 30 percent by
weight and most preferably in the range of about 10 percent to about 25 percent by weight. For one-part moisture curable
systems, the isocyanate content in the prepolymers is preferably in the range of about 0.1 percent to about 10 percent,
more preferably in the range of about 1.5 percent to about 5.0 percent and most preferably in the range of about 1.8
percent to about 3.0 percent.
[0024] The isocyanate functional component is present in the adhesive system in a sufficient amount to form a cured
component when exposed to curing conditions. In two-part compositions, the isocyanate functional component when
combined with isocyanate reactive compounds is capable of bonding substrates together in a manner that the substrates
remain bound together when exposed to temperatures of about -30°C to about 100°C for long periods of time, such as
10 years; and up to temperatures of about 180°C for short periods of up to 30 minutes.
[0025] The isocyanate functional adhesive compositions useful in the invention may further comprise a polyfunctional
isocyanate for the purpose of improving the modulus in the cured form. "Polyfunctional" as used in the context of the
isocyanates refers to isocyanates having a functionality of 2.2 or greater. The polyisocyanates can be any monomeric,
oligomeric or polymeric isocyanate having a nominal functionality of about 2.2 or greater. More preferably, the polyfunc-
tional isocyanate has a nominal functionality of about 2.7 or greater. Preferably, the polyfunctional isocyanate has a
nominal functionality of about 4 or less and most preferably about 3.2 or less. The polyfunctional isocyanate can be any
isocyanate which is reactive with the isocyanate functional prepolymers and/or isocyanate reactive compound, oligomers
or prepolymers used in the composition and which improves the modulus of the cured composition. The polyfunctional
isocyanates can be monomeric; trimers, isocyanurates or biurets of monomeric isocyanates; oligomeric or polymeric,
the reaction product of several units of one or more monomeric isocyanates. Examples of preferred polyfunctional
isocyanates include trimers of hexamethylene diisocyanate, available from Bayer under the trademark and designations
DESMODUR N3300 and N-100, and polymeric isocyanates such as polymeric MDI (methylene diphenyl diisocyanates)
such as those marketed by The Dow Chemical Company under the trademark of PAPI, including PAPI 20 polymeric
isocyanate. The polyfunctional isocyanates are present in a sufficient amount to impact the modulus of the cured com-
positions of the invention. If too much is used, the cure rate of the composition is unacceptably slowed down. If too little
is used, the desired modulus levels are not achievable. The polyfunctional isocyanate is preferably present in an amount
of about 0.5 percent by weight or greater based on the weight of the composition, more preferably about 1.0 percent by
weight or greater and most preferably about 1,4 percent by weight or greater. The polyfunctional isocyanate is preferably
present in an amount of about 8 percent by weight or less, based on the weight of the composition, more preferably
about 5 percent by weight or less and most preferably about 2.5 percent by weight or less. The polyfunctional isocyanates
can be utilized in one part and two-part adhesive compositions. In two-part compositions, they are preferably located in
the part containing the isocyanate functional component which is preferably in the form of an isocyanate functional
prepolymer.
[0026] The isocyanate functional adhesive systems further comprise one or more catalysts for the reaction of isocyanate
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functional groups with isocyanate reactive groups wherein the catalyst may be located in the isocyanate functional group
containing component or the isocyanate reactive component. Preferably, for two-part adhesive systems, the catalyst is
located in the isocyanate reactive component to improve the stability of the two component system. The catalyst can
be any catalyst known to the skilled artisan for the reaction of isocyanate groups with active hydrogen containing com-
pounds. Among preferred catalysts are organotin compounds, metal alkanoates and tertiary amines. The catalyst is
utilized in a sufficient amount to cause the isocyanate groups to react with the isocyanate reactive groups at a reasonable
rate. The amount of catalyst utilized depends on the choice of catalyst and the reaction rate desired. Preferably, the
catalyst will be utilized in an amount of about 0.006 percent by weight or greater based on the adhesive system, more
preferably about 0.01 percent by weight or greater and most preferably about 0.02 percent by weight or greater. Preferably,
the catalyst will be utilized in an amount of about 5.0 percent by weight or less based on the adhesive system, more
preferably about 2.0 percent by weight or less and most preferably about 1.0 percent by weight or less. Included in the
useful organotin catalysts are compounds such as alkyl tin oxides, stannous alkanoates, dialkyl tin carboxylates and tin
mercaptides. Stannous alkanoates include stannous octoate. Alkyl tin oxides include dialkyl tin oxides, such as dibutyl
tin oxide and its derivatives. The organotin catalyst is preferably a dialkyltin dicarboxylate or a dialkyltin dimercaptide.
The dialkyltin dicarboxylate preferably corresponds to the formula (R1OC(O))2-Sn-(R1)2 wherein R1 is independently in
each occurrence a C1-10 alkyl, preferably a C1-3 alkyl and most preferably a methyl. Dialkyltin dicarboxylates with lower
total carbon atoms are preferred as they are more active catalysts in the compositions used in the invention. The preferred
dialkyl dicarboxylates include 1,1dimethyltin dilaurate, 1, 1-dibutyltin diacetate and 1, 1-dimethyl dimaleate. Preferred
metal alkanoates include bismuth octoate or bismuth neodecanoate. The organotin or metal alkanoate catalyst is pref-
erably present in an amount of about 0.006 percent or greater based on the weight of the compositions and more
preferably 0.012 percent or greater. The organotin or metal alkanoate catalyst is preferably present in an amount of
about 1.0 parts by weight or less based on the weight of the composition, more preferably about 0.5 percent by weight
or less and most preferably about 0.1 percent by weight or less. Suitable tertiary amines are dimorpholinodialkyl ether,
a die(dialkylmorpholino)alkyl) ether, bis-(2dimethylaminoethyl)ether, triethylene diamine, pentamethyldiethylene tri-
amine, N,Ndimethylcyclohexylamine, N,N-dimethyl piperazine, 4-methoxyethyl morpholine, Nmethylmorpholine, N-ethyl
morpholine, and mixtures thereof. More preferred tertiary amines include dimorpholinodiethyl ether or (di-(2-(3,5-dime-
thyl-morpholino)ethyl)ether). Tertiary amines are preferably employed in an amount, based on the weight of the com-
position, of about 0.01 percent by weight or greater based on the adhesive system, more preferably about 0.05 percent
by weight or greater, even more preferably about 0.1 percent by weight or greater and most preferably about 0.2 percent
by weight or greater and preferably about 2.0 percent by weight or less, more preferably about 1.75 percent by weight
or less, even more preferably about 1.0 percent by weight or less and most preferably about 0.4 percent by weight or less.
[0027] Diazabicyclo compounds useful in the isocyanate functional adhesive systems are compounds which have
diazobicyclo structures. It is preferable to use diazabicyclo compounds in two-part systems. Among preferred diazabicyclo
hydrocarbons include diazabicycloalkanes and diazabicyclo alkene salts. In some embodiments, it is preferable that the
catalyst comprises one or more diazabicycloalkanes and one or more diazabicyclo alkene salts. Where both classes of
compounds are present, the mole ratio of the one or more diazabicycloalkanes to the one or more diazabicycloalkene
salts is preferably about 1:9 or greater; more preferably about 2:8 or greater; and most preferably about 4:6 or greater.
Where both classes of compounds are present, the mole ratio of the one or more diazabicycloalkanes to the one or
more diazabicycloalkene salts is preferably about 9:1 or less; more preferably about 8:2 or less; and most preferably
about 6:4 or less.
[0028] Preferred diazabicycloalkanes include diazabicyclooctane, available from Air Products under the trademark
and designations, DABCO, DABCO WT, DABCO DC 1, DABCO DC 2, and DABCO DC 21. Preferred diazabicycloalkene
salts include diazabicycloundecene in the phenolate, ethylhexoate, oleate and formiate salt forms, available from Air
Products under the trademark and designations, POLYCAT SA 1, POLYCAT SA 1/10, POLYCAT SA 102 and POLYCAT
SA 610. In a preferred embodiment, one or more diazabicyclo compounds and one or more organometallic and/or tertiary
amine catalysts are present in the adhesive system. The diazabicyclo compounds are present in a sufficient amount
such that the compositions exhibit an acceptable cure rate as defined herein. The diazabicyclo compounds preferably
are present in the compositions of the invention in an amount of about 0.01 percent by weight or greater, more preferably
about 0.02 percent by weight or greater. Preferably, the diazabicyclo compounds are present in the compositions of the
invention in an amount of about 5 percent by weight or less, more preferably about 1 percent by weight or less and most
preferably about 0.5 percent by weight or less.
[0029] The isocyanate functional adhesive compositions may further comprise one or more low molecular weight
compounds having two or more isocyanate reactive groups and a hydrocarbon backbone wherein the backbone may
further comprise one or more heteroatoms. It is advantageous to use such low molecular weight compounds in two-part
compositions. Such low molecular weight compounds may be compounds known in the art as chain extenders, such
compounds are difunctional. Such low molecular weight compounds may be compounds also known in the art as
crosslinkers, such compounds have, on average, greater than two active hydrogen groups per compound. The heter-
oatoms in the backbone can be oxygen, sulfur, nitrogen or a mixture thereof, wherein oxygen, nitrogen or a mixture
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thereof is more preferred and oxygen is most preferred. Preferably, the molecular weight of the low molecular weight
compound is about 120 or less and more preferably about 100 or less. Preferably, the low molecular weight compound
comprises one or more multifunctional alcohols, multifunctional alkanol amines, one or more adducts of multifunctional
alcohol and an alkylene oxide,one or more adducts of a multifunctional alkanol amine and an alkylene oxide or a mixture
thereof. Among preferred multifunctional alcohols and multifunctional alkanol amines are ethane diol, propane diol,
butane diol, hexane diol, heptane diol, octane diol, glycerine, trimethylol propane, pentaerythritol, neopentyl glycol,
ethanol amines (diethanol amine, triethanol amine) and propanol amines (di-isopropanol amine, tri-isopropanol amine)
and the like. Blends of various low molecular weight compounds may be used. The low molecular weight compound is
used in a sufficient amount to obtain the desired G-Modulus (E-Modulus). In two-part adhesive compositions, the low
molecular compound may be located in the resin side, the curative side or both. Preferably, the low molecular weight
compound is located in the curative side. Preferably, the low molecular weight compound is present in adhesive com-
position in an amount of about 2 percent by weight or greater, more preferably about 2.5 percent by weight or greater
and most preferably about 3.0 percent by weight or greater. Preferably, the low molecular weight compound is present
in the adhesive composition in an amount of about 10 percent by weight or less, more preferably about 8 percent by
weight or less and most preferably about 6 percent by weight or less.
[0030] In a two-part isocyanate functional adhesive system, the curative part may further comprise polyoxyalkylene
polyamine having 2 or greater amines per polyamine. Preferably, the polyoxyalkylene polyamine has 2 to 4 amines per
polyamine and most preferably 2 to 3 amines per polyamine. Preferably, the polyoxyalkylene polyamine has a weight
average molecular weight of about 200 or greater and most preferably about 400 or greater. Preferably, the polyoxy-
alkylene polyamine has a weight average molecular weight of about 5,000 or less and most preferably about 3,000 or
less. Among preferred polyoxyalkylene polyamines are JEFFAMINE™ D-T-403 polypropylene oxide triamine having a
molecular weight of about 400 and JEFFAMINE™ D-400 polypropylene oxide diamine having a molecular weight of
about 400. The polyoxyalkylene polyamines are present in a sufficient amount to prevent the composition from sagging
once mixed and applied. Preferably, the polyoxyalkylene polyamine is present in the adhesive system in an amount of
about 0.2 percent by weight or greater, more preferably about 0.3 percent by weight or greater and most preferably
about 0.5 percent by weight or greater. Preferably, the polyoxyalkylene polyamine is present in the adhesive system in
an amount of about 6 percent by weight or less, more preferably about 4 percent by weight or less and most preferably
about 2 percent by weight or less.
[0031] The two parts of the adhesive system are preferably combined such that the equivalents of isocyanate groups
are greater than the equivalents of the isocyanate reactive groups. More preferably, the equivalents ratio of isocyanate
groups to equivalents of isocyanate reactive groups is greater than about 1.0:1.0, even more preferably about 1.05:1.0
or greater and most preferably about 1.10:1.0 or greater. More preferably, the equivalents ratio of isocyanate groups to
isocyanate reactive groups is about 2.0:1.0 or less, and most preferably about 1.40:1.0 or less.
[0032] One-part polyisocyanate functional adhesive systems and either or both of the resin part and the curative part
for two-part isocyanate functional systems may contain plasticizers, fillers, pigments, stabilizers and other additives
commonly present in curable polyurethane forming adhesives. By the addition of such materials, physical properties
such as rheology, flow rates and the like can be modified. However, to prevent premature hydrolysis of the moisture
sensitive groups of the isocyanate functional component, fillers should be thoroughly dried before admixture therewith.
The compositions of the invention may include ultraviolet stabilizers and antioxidants and the like.
[0033] Included among useful fillers are clays, alumina, limestone, talc, calcium carbonate and expanded perlites.
Preferred clays useful in the invention include kaolin, surface treated kaolin, calcined kaolin, aluminum silicates and
surface treated anhydrous aluminum silicates. The clays can be used in any form which facilitates formulation of a
pumpable adhesive. Preferably, the clay is admixed in the form of pulverized powder, spray-dried beads or finely ground
particles. Clays may be used in an amount of about 0 percent by weight or greater of the adhesive system, more preferably
about 5 percent by weight or greater and even more preferably about 10 percent by weight or greater. Preferably, the
clays are used in an amount of about 70 percent by weight or less of the adhesive system and more preferably about
60 percent by weight or less.
[0034] Plasticizers are included so as to modify the rheological properties to a desired consistency. Such materials
should be free of water, inert to isocyanate groups and compatible with the polymers present. Suitable plasticizers are
well known in the art and preferable plasticizers include alkyl phthalates, such as diisononylphthalate or diisodecylphtha-
late, partially hydrogenated terpenes, trioctyl phosphate, toluene-sulfamide, esters of alkylsulfonic acid, adipic acid
esters, castor oil, toluene and alkyl naphthalenes. The amount of plasticizer in each part of the curable composition is
that amount which gives the desired rheological properties. The amounts disclosed herein include those amounts added
during preparation of the isocyanate containing prepolymer and during compounding of the curable composition. Pref-
erably, plasticizers are used in the adhesive system in an amount of about 0 percent by weight or greater based on the
weight of the adhesive system, more preferably about 5 percent by weight or greater and most preferably about 10
percent by weight or greater. The plasticizer is preferably used in an amount of about 45 percent by weight or less based
on the weight of the adhesive system and more preferably about 40 percent by weight or less.
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[0035] The adhesives used in this invention may further comprise stabilizers, which function to protect the adhesive
composition from moisture, thereby inhibiting advancement and preventing premature crosslinking of the isocyanates
in the curable formulation. Stabilizers known to the skilled artisan for isocyanate functional adhesive systems may be
used herein. Included among such stabilizers are diethylmalonate, alkylphenol alkylates, paratoluene sulfonic isocy-
anates, benzoyl chloride and orthoalkyl formates. Such stabilizers are preferably used in an amount of about 0.1 percent
by weight or greater based on the total weight of the adhesive system, preferably about 0.5 percent by weight or greater
and more preferably about 0.8 percent by weight or greater. Such stabilizers are used in an amount of about 5.0 percent
by weight or less based on the weight of the adhesive system, more preferably about 2.0 percent by weight or less and
most preferably about 1.4 percent by weight or less.
[0036] The adhesives useful in this invention may further comprise an adhesion promoter, such as those disclosed in
Mahdi, U.S. Patent Publication 2002/0100550 paragraphs 0055 to 0065 and Hsieh, U.S. 6,015,475 column 5, line 27
to column 6, line 41. The amounts of such adhesion promoters useful are also disclosed in these references and
incorporated herein by reference. In another embodiment, the adhesive system may comprise both isocyanate functional
groups and hydrolyzable siloxane groups. Such adhesive systems can be prepared by blending prepolymers having
isocyanate functional groups and prepolymers containing hydrolyzable siloxane functional groups, such as disclosed in
Zhu, U.S. Patent 7,345,130, or by forming prepolymers having both isocyanate and hydrolyzable siloxane functional
groups as disclosed in Hsieh, U.S. Patent 6,015,475 in the passages cited above.
[0037] The one-part isocyanate functional and hydrolyzable siloxane functional adhesives useful in this invention may
further comprise a hydrophilic material that functions to draw atmospheric moisture into the composition. This material
enhances the cure speed of the formulation by drawing atmospheric moisture to the composition. Preferably, the hy-
drophilic material is a liquid. Among preferred hydrophilic materials are pyrrolidones such as 1 methyl-2-pyrrolidone (or
N-methyl pyrrolidone). Another class of hydrophilic materials are high ethylene oxide containing polyether polyols or
catalytically active polyols containing amine groups, which can be present independently or incorporated into the isocy-
anate functional and/or hydrolyzable siloxane functional prepolymers. The hydrophilic material is preferably present in
an amount of about 0.1 percent by weight or greater based on the weight of the adhesive system, more preferably about
0.3 percent by weight or greater, and preferably about 1.0 percent by weight or less and more preferably about 0.6
percent by weight or less. Optionally, the curable composition may further comprise a thixotrope (rheological additive).
Such thixotropes are well known to those skilled in the art and include fumed silica, calcium carbonate, carbon black
and the like. The thixotrope may be added to the composition in a sufficient amount to give the desired rheological
properties. Preferably, the thixotrope is present in an amount of about °percent by weight or greater based on the weight
of the adhesive system, preferably about 1 part by weight or greater. Preferably, the optional thixotrope is present in an
amount of about 10 percent by weight or less based on the weight of the adhesive system and more preferably about
2 percent by weight or less. The formulations may further comprise known additives such as heat stabilizers and anti-
oxidants known to the skilled artisan.
[0038] The adhesives useful in this invention may be formulated by blending the components together using means
well known in the art. Generally, the components are blended in a suitable mixer. Such blending is preferably conducted
in an inert atmosphere in the absence of oxygen and atmospheric moisture to prevent premature reaction. It may be
advantageous to add plasticizers to the reaction mixture for preparing the isocyanate containing component so that such
mixtures may be easily mixed and handled. Alternatively, the plasticizers can be added during blending of all the com-
ponents. Preferably, the components are blended at a temperature of about 20°C to about 100°C, more preferably about
25°C to about 70°C. Preferably, the materials are blended under vacuum or an inert gas, such as nitrogen or argon.
The ingredients are blended for a sufficient time to prepare a well blended mixture, preferably from about 10 to about
60 minutes. Once the parts of the adhesive composition are formulated, they are packaged in a suitable container such
that they are protected from atmospheric moisture and oxygen. Contact with atmospheric moisture and oxygen could
result in premature crosslinking of the isocyanate containing component.
[0039] In one embodiment, the adhesive composition used in the invention comprises a organic polymer having
hydrolyzable siloxane functional groups (silane moieties capable of silanol condensation) as described in Mahdi, U.S.
Patent 6,828,403. Preferably, such composition contains a polymer having a flexible backbone and having hydrolyzable
siloxane functional groups (silane moieties capable of silanol condensation). The polymer with a flexible backbone can
be any polymer with a flexible backbone which can be functionalized with hydrolyzable siloxane functional groups (silanes
capable of silanol condensation). Among preferred polymer backbones are polyethers, polyurethanes, polyolefins and
the like. Among more preferred polymer backbones are the polyethers and polyurethanes, with the most preferred being
the polyethers. Even more preferably, the polymer is a polyether having silane moieties capable of silanol condensation.
In one embodiment, the polymer useful in the invention is a polymer as disclosed in Yukimoto et al., U.S. Patent 4,906707;
Iwakiri et al., U.S. Patent 5,342,914; Yukimoto U.S. Patent 5,063,270; Yukimoto et al., U.S. Patent 5,011,900; Suzuki
et al., U.S. Patent 5,650,467. More preferably such polymers are oxyalkylene polymers containing at least one reactive
silicon group per molecule. The terminology "hydrolyzable siloxane functional groups", "reactive silicon group" or "reactive
silane capable of silanol condensation" means a silicon-containing group in which a hydrolyzable group or a hydroxyl
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group is bonded to the silicon atom and which is cross-linkable through silanol condensation reaction. The hydrolyzable
group is not particularly limited and is selected from conventional hydrolyzable groups. Specific examples are a hydrogen
atom, a halogen atom, an alkoxy group, an acyloxy group, a ketoximate group, an amino group, an amido group, an
acid amido group, an amino-oxy group, a mercapto group, and an alkenyloxy group. Preferred among them are a
hydrogen atom, an alkoxy group, an acyloxy group, a ketoximate group, an amino group, an amido group, an amino-
oxygroup, a mercapto group, and an alkenyloxy group. An alkoxy group, is more preferred with a methoxy or ethoxy
group being most preferred, for ease in handling due to their mild hydrolyzability. In one embodiment, the flexible polymer
used in the adhesive composition is a silyl terminated prepolymer prepared by contacting a polyol as described herein
with an isocyanato silane having at least one silane moiety which has bonded thereto a hydrolyzable moiety under
conditions such that the hydroxyl moieties of the polyol react with the isocyanate moieties of the isocyanatosilane so as
to place a terminal silane moiety on the polyol, preferably the contacting is performed without addition of catalyst. In
another embodiment, the polymer may be a polyurethane based backbone having hydrolyzable silane groups. Such
materials are disclosed in Chang, U.S. Patent No. 4,622,369 and Pohl, U.S. Patent No. 4,645,816. In another embodiment,
the backbone can be a flexible polymer such as a polyether or polyolefin, having silicon moieties having bound thereto.
A flexible polymer with unsaturation can be reacted with a compound having a hydrogen or hydroxyl moiety bound to
silicon wherein the silicon moiety also has one or more carbon chains with unsaturation. The silicon compound can be
added to the polymer at the point of unsaturation by a hydrosilylation reaction. This reaction is described in Kawakubo,
U.S. Patent No. 4,788,254, column 12, lines 38 to 61; U.S. Patent Nos. 3,971,751; 5,223,597; 4,923,927; 5,409,995
and 5,567,833. The polymer prepared can be crosslinked in the presence of a hydrosilylation crosslinking agent and
hydrosilylation catalyst as described in U.S. Patent No. 5,567,833 at column 17, lines 31 to 57, and U.S. Patent No.
5,409,995.
[0040] The prepolymer having hydrolyzable siloxane functional groups is present in the adhesive composition in a
sufficient amount such that the adhesive is capable of bonding to a substrate such as glass, metal, plastic, a composite
or fiberglass. Preferably, the prepolymer having hydrolyzable siloxane functional groups is present in an amount of about
30 percent by weight or greater based on the weight of the adhesive, more preferably about 40 percent by weight or
greater, even more preferably about 45 percent by weight or greater and most preferably about 50 percent by weight
or greater. More preferably, the prepolymer is present in an amount of about 99 percent by weight or less based on the
weight of the adhesive and most preferably about 85 percent by weight or less. The adhesive composition containing
siloxy functional groups further comprises one or more catalysts known to one skilled in the art which catalyzes the
silanol condensation reaction as described hereinbefore and in U.S. 2002/0100550, paragraph [0042]. The amount of
catalyst in the adhesive formulation is preferably about 0.01 percent by weight or greater, more preferably about 0.1
percent by weight or greater, and most preferably about 0.2 percent by weight or greater, and preferably about 5 percent
by weight or less, even more preferably about 1.0 percent by weight or less, even more preferably 0.5 percent by weight
or less and most preferably about 0.4 percent by weight or less. The adhesive composition may further comprise a
hydrolyzable silicon compound as described in U.S. Publication 2002/0100550, paragraphs [43-47]. The hydrolyzable
silicon compound is used in an amount of from about 0.01 to about 20 parts by weight, and preferably from about 0.1
to about 10 parts by weight, per 100 parts by weight of the flexible polymer having a reactive silicon group and capable
of cross linking on siloxane bond formation. Further examples of such hydrolyzable silicone compounds capable of cross
linking the silicone reactive polymer are disclosed in U.S. Patent No. 5,541,266. Other such potential additives include
organic silicone compounds B as disclosed in U.S. Patent No. 4,837,274, see column 7, line 12 to column 9, line 15. In
a two-part composition, the hydrolyzable silicon compound and typically the catalyst are found in a second part separate
from the silane functional prepolymer. Other adjuvants as described for isocyanate functional adhesive compositions
may be added to the prepolymer having hydrolyzable siloxane functional groups.
[0041] In use, the components of two-part adhesive compositions are blended as would normally be done when
working with such materials. For a two-part adhesive to be most easily used in commercial and industrial environments,
the volume ratio at which the two parts are combined should be a convenient whole number. This facilitates application
of the curable composition with conventional, commercially available dispensers including static and dynamic mixing.
Such dispensers with static mixing are shown in U.S. Patent Numbers 4,538,920 and 5,082,147 and are available from
Conprotec, Inc. (Salem, New Jersey) under the trade name MIXPAC or SULZER™ QUADRO of Sulzer Ltd., Switzerland.
Typically, these dispensers use a pair of tubular receptacles arranged side-by-side with each tube being intended to
receive one of the two parts of the polymerizable composition. Two plungers, one for each tube, are simultaneously
advanced (e.g., manually or by a hand-actuated ratcheting mechanism) to evacuate the contents of the tubes into a
common, hollow, elongated mixing chamber that may also contain a static mixer to facilitate blending of the two parts.
The blended polymerizable composition is extruded from the mixing chamber onto a substrate. When using electrically-
driven equipment, dynamic mixing may be used. Once the tubes have been emptied, they can be replaced with fresh
tubes and the application process continued. The volumetric ratio at which the two parts of the polymerizable composition
are combined is controlled by the diameter of the tubes. (Each plunger is sized to be received within a tube of fixed
diameter, and the plungers are advanced into the tubes at the same speed.) A single dispenser is often intended for
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use with a variety of different two-part polymerizable compositions and the plungers are sized to deliver the two parts
of the polymerizable composition at a convenient mix ratio. Some common mix ratios are 1:1, 2:1, 4:1 and 10:1. Preferably,
the two parts are blended at a mix ratio of about 1:1.
[0042] Preferably, the mixed two-part compositions of the invention have a suitable viscosity to allow application without
dripping. Preferably, the viscosities of the two individual components should be of the same order of magnitude. Pref-
erably, for compositions mixed utilizing static mixing, the components prior to cure have a viscosity of about 10 Pa.S
(10,000 centipoises) or greater, more preferably about 20 Pa.S (20,000 centipoises) or greater and most preferably
about 40 Pa.S (40,000 centipoises) or greater. Preferably, the two parts of the compositions have a viscosity prior to
contacting of about 150 Pa.S (150,000 centipoises) or less, more preferably about 120 Pa.S (120,000 centipoises) or
less and most preferably about 100 Pa.S (100,000 centipoises) or less. "Viscosities" as used in this passage are deter-
mined at a shear rate of 20 reciprocal second measured with a cone plate rheometer of 20 mm diameter and 4° angle.
Higher viscosities require dynamic mixing. For lower viscosities, the components may require gelling agent known in
the art to prevent sag of the uncured adhesive system.
[0043] The catalyst used in the inventive system and process is dissolved in or dispersed in the solvent or dispersant
utilizing standard blending techniques known to one skilled in the art. It is preferable to produce the catalyst solution or
dispersion under a controlled atmosphere, for instance, in an inert gas environment.
[0044] The process of the invention is used to bond a variety of substrates together as described hereinbefore. The
process can be used to bond porous and nonporous substrates together. The catalyst solution or dispersion is contacted
with the substrate surface which is to be bonded by an adhesive. This contacting can be performed manually or with
the use of a robotic applicator. The catalyst solution or dispersion can be applied by means of a spray applicator, brush,
roller or by wiping it on to the surface. Robotic and manual equipment for such applications are well known to one skilled
in the art. The solvent is allowed to volatilize away. Preferably, the time period from application of the catalyst solution
or dispersion to application of the adhesive to the substrate is about 0.5 minutes or greater, more preferably about 2.0
minutes or greater and most preferably about 5.0 minutes or greater. Preferably, the time period from application of the
catalyst solution or dispersion to application of the adhesive to the substrate is about 300 minutes or less, more preferably
about 60 minutes or less and most preferably about 30 minutes or less. After the solvent volatilizes away, it is preferable
that only the catalyst remain on the surface of the substrate to be bonded. In one embodiment, the treated surface of
the substrate may have the catalyst and a marker used to identify that the treatment has taken place. Alternatively, a
process step of using a vision system can be used to insure the catalyst solution or dispersion was applied. This can
involve either exposing the substrate to a light source that causes the marker to be visible or can be a thermal imaging
system that identifies a temperature change due to evaporation of the solvent. Thereafter, the adhesive is contacted
with the substrates.
[0045] The adhesive composition is applied to a first substrate at the location wherein the catalyst solution or dispersion
was previously applied and the adhesive composition on the first substrate is thereafter contacted with a second substrate.
The catalyst solution or dispersion can be applied to one of more of the substrates prior to the time the adhesive is
applied to each substrate. Generally, the adhesive is applied at a temperature at which the adhesive can be pumped.
Preferably, the adhesive is applied at a temperature of about 10°C or greater for application, more preferably at a
temperature of about 18°C or greater. Preferably, the polymerizable adhesive system is applied at a temperature of
about 40°C or less and more preferably at a temperature of about 35°C or less. Two-part adhesive compositions start
to cure upon mixing the two parts. One-part moisture curable compositions begin to cure upon exposure to ambient
moisture. One-part latent curing adhesives begin cure upon exposure to the activation temperature of the catalyst. Curing
can be accelerated by applying heat to the curing adhesive by means of induction heat, convection heat, microwave
heating and the like. The invented process is especially useful when heat acceleration is utilized. For moisture curable
adhesives, the speed of cure can be enhanced by addition of moisture to the atmosphere or by performing the cure in
a humidity chamber. Preferably, the curable adhesive system is formulated to provide an open time of at least about 3
minutes or greater and more preferably about 5 minutes or greater. "Open time" is understood to mean the time after
contacting the two parts, application of a one-part moisture cure adhesive, or activation of the latent catalyst in a one-
part adhesive containing a latent catalyst, until the adhesive starts to become a high viscous paste and is not subject to
deformation during assembly to conform to the shape of the second substrate and to adhere to it.
[0046] The process of the invention is preferably used to bond metal, coated metal (with e-coat or a paint system),
plastic, fiber reinforced plastic, wood and for glass together. In another embodiment, the compositions of the invention
can be used to bond modular components to a car body or to each other. Examples of modular components include
vehicle modules, such as a door, window, roof module or body. The process of the invention can be also used to bond
exterior or interior trim to automobile bodies.
[0047] The process of the invention allows the adhesive composition to be capable of bonding to certain substrates
in the absence of a primer or of any other treatment of the surface of the substrate, except application of the catalyst
solution or dispersion. Examples of substrates which the adhesive composition bonds to without the need for primer or
surface treatment include sheet molding compound (SMC), fiber reinforced plastics, such as polyester, and coated
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metals, e.g., e-coated aluminum and steel and painted metal sheets.
[0048] The adhesive systems used in the invention preferably exhibit adequate green strength to hold substrates
together without moving with respect to one another without the application of force to one of the substrates after about
60 minutes, more preferably after about 40 minutes and most preferably after about 20 minutes. The adhesive systems
applied utilizing the process of the invention preferably exhibit full cure after about 7 days, more preferably after about
16 hours and most preferably after about 12 hours. The polymerizable adhesive system preferably exhibits a tensile
strength after complete cure of about 5 MPa or greater, more preferably about 10 MPa or greater and most preferably
about 15 MPa or greater. The polymerizable adhesive system preferably exhibits a lap shear strength after complete
cure of about 5 MPa or greater, more preferably about 10 MPa or greater and most preferably about 15 MPa or greater,
wherein the lap shear strength is determined according to DIN 53283.
[0049] Molecular weights as described herein are number average molecular weights which may be determined by
Gel Permeation Chromatography (also referred to as SEC). For polyurethane prepolymers, it is also possible to calculate
approximate number average molecular weight from the equivalent ratio of the isocyanate compounds and of the polyol
compounds with which they are reacted as known to the persons skilled in the art. Unless otherwise stated all parts and
percentages are by weight and based upon the weight of the adhesive system.

Illustrative Embodiments of the Invention

[0050] The following examples are provided to illustrate the invention, but are not intended to limit the scope thereof.

Examples 1 to 14

[0051] Lap shear type samples of e-coated steel 100 x 45 x 1 mm as one substrate and e-coated aluminum 100 x 45
x 1 mm as the other substrate are used. Before the application of the adhesive, the contact surface of the substrates
are treated by n-Heptane or catalyst solutions of the invention as described in Table 1. The lap shear samples are
prepared with an overlap of 10 mm by applying the adhesive onto the substrates which are then placed in a jig so that
the adhesive height is 2 mm. The excess adhesive is cleaned off. The jig with the lap shear sample is placed into the
induction equipment (IFF EW2 or IFF EW5). The sample is heated on the aluminum side only by induction up to 80
percent of the desired temperature with 10 kHz. This takes about 30 seconds. The frequency is then changed to 20 kHz
to maintain the desired temperature for additional 30 seconds. Then the lap shear sample is placed immediately in an
Instron testing machine and the lap shear strength recorded as the strength at break. The failure mode is also recorded
as adhesive failure (AF, failure of the adhesive bond to the substrate), cohesive failure (CF, the adhesive breaks internally)
and boundary failure (BF, adhesive breaks at the interface leaving a residue on the surface of the substrate). The
adhesive is a two-part adhesive comprising a polyisocyanate prepolymer in one part and in the other part a polyether
polyol based curing agent available from The Dow Chemical Company under the trademark and designation BETASEAL
2850s. The results are compiled in Table 1.

Table 1

Ex

Surface Treatment

Temp°C

Lap 
shear 
MPa

Failure-
mode Remarks

1 (C) n-Heptane 80 0.00 100AF No wetting

2 (C) n-Heptane 120 0.00 100AF No wetting

3 (C) BETAPRIME™ 1709 primer 80 0.00 100AF Slightly wetting

4 (C) BETAPRIME™ 1709 primer 120 0.00 100AF Slightly wetting

5 (C) BETAWIPE™ 04604 wipe 80 0.00 100BF

6 (C) BETAWIPE™ 04604 wipe 120 0.03 100AF Slightly wetting

7 (C) BETAWIPE™ 6700 wipe 120 0.09 100BF

8
Dibutyl tin dilaurate 1 %, in n-Heptane

80
0.22

50CF Failure to close 
surface

9
Dibutyl tin dilaurate 1 %, in n-Heptane

100
0.40

100CF Failure to close 
surface
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Examples 16 to 23

[0052] Plastic substrates are tested as described above. The plastic substrates tested are Sheet Molding Compound,
SMC, (Polyester), PolycarbonatePolybutylene Terephthalate-Blend, PCPBT, and Ethylene-Propylene Diene-Monomer
Rubber, EPDM. The substrates are treated as before with n-Heptane or Tris(dimethylaminomethyl)phenol 0.9 percent
in n-Heptane. Adhesion tests samples are prepared by applying a bead of about 8 mm onto the substrate. The adhesive
is flattened to a height of 5 mm. The test samples are cured at RT for 7 days and Examples 18 and 22 are additionally
aged under Cataplasma conditions (7 days at 23°C and 50 percent relative humidity, then 7 days at 70°C and 100
percent relative humidity and 16 hours at -20°C and 2 hours reconditioning to ambient temperature). The adhesive is
peeled off and the failure mode determined. The results are compiled in Table 2.

Examples 24 to 33

[0053] Lap shear samples are treated by n-Heptane or 2,4,6-tris(dimethyl amino methyl) phenol (0.9% in n-Heptane)
prior to application of the adhesive. Lap shear samples used are e-coated steel 100 x 25 x 1.5 mm and e-coated and
painted (1K Monohydrocoat 9147, artic white from PPG) steel 100 x 100 x 1.5 mm substrate are prepared. The overlap
is 9 mm and the adhesive height is 5 mm. The adhesive used is BETASEAL™ 1841, one-part moisture curing isocyanate
functional adhesive available from Dow Europe GmbH is applied with at a temperature of 60°C onto the surface coated
with a commercial basecoat. The adhesive width is restricted by adhesive tapes. The tests are carried out according to
following time line.

(continued)

Ex

Surface Treatment

Temp°C

Lap 
shear 
MPa

Failure-
mode Remarks

10
Dibutyl tin dilaurate 1 %, in n-Heptane

120
0.20

100CF Failure to close 
surface

11
titanium acetylacetonate, 1 % in n-Heptane

120
0.40

100CF Failure to close 
surface

12 
(C)

1,8-diazabicyclo (5,4,0) undecene -7, 1 % in n-
Heptane

20
0.14

100BF

13 Tris-(dimethylaminomethyl)phenol 0.9% in n-
Heptane

100
0.23

100CF

14 Tris-(dimethylaminomethyl)phenol 0.9% in n-
Heptane

120
1.25

100CF

(C) = Comparative Example

Table 2

Ex Surface Treatment Substrate Cure condition QC Failure mode

16 (C) n-Heptane SMC 23 100AF

17 (C) n-Heptane PCPBT 23 100AF

18 (C) n-Heptane PCPBT Cat 100AF

19 (C) n-Heptane EPDM 23 100AF

20 (C) n-Heptane SMC 23 100CF

21 Tris(dimethylaminomethyl)phenol 0.9% in heptane PCPBT 23 100CF

22 Tris(dimethylaminomethyl)phenol 0.9% in heptane PCPBT Cat 100CF

23 Tris(dimethylaminomethyl)phenol 0.9% in heptane EPDM 23 100CF

(C) = Comparative Example
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[0054] The test plaques are oriented in a vertical fashion after application of the adhesive and the distance the adhesive
slide is measured in millimeters. The results are compiled in Table 3.

Claims

1. A system comprising:

i) a solution or dispersion consisting of a catalyst for the curing of a reactive polyisocyanate adhesive comprising
one or more metal salts, aziridine based catalysts, quaternary ammonium catalysts or amine catalysts selected
from 1,3,5-tris (3(dimethylamino) propyl)hexahydro-s-triazine, tris(dimethylaminomethyl) phenol and 2,4,6-
tris(dimethyl aminomethyl) phenol; a volatile solvent or dispersant; and optionally a marker which is used to
identify the application of the catalyst to the substrate surface; and
ii) a reactive polyisocyanate adhesive wherein the catalyst is capable of accelerating the cure of the reactive
polyisocyanate adhesive.

2. A system according to Claim 1 wherein the reactive polyisocyanate adhesive is a one-part adhesive system or a
two-part adhesive system.

3. A system according to Claim 1 or 2 wherein the volatile solvent is one or more of an aliphatic hydrocarbon, cy-
cloaliphatic hydrocarbon, aromatic hydrocarbon, ketone, ester, ether or alcohol.

4. A system according to any one of Claims 1 to 3 wherein the concentration of catalyst in volatile solvent or dispersant
is from 0.01 to 20 percent by weight.

5. A system according to any one of Claims 1 to 4 wherein the solution or dispersion does not contain a film forming resin.

6. A method of bonding a reactive adhesive to at least one substrate comprising:

Time Operation
0 application of adhesive, start cooling

+40 sec end cooling phase
+20 sec removal of the adhesive tape
+30 sec Test specimen fixed in vertical position
+50 sec Weight load 134g (incl. substrate) applied
+10min Sag/Sliding measured

Table 3

Example Treatment Sag, mm

24 (C) n-Heptane 0.88

25 (C) n-Heptane 1.09

26 (C) n-Heptane 1.08

27 (C) n-Heptane 0.45

28 (C) n-Heptane 0.87

29 (C) n-Heptane 0.78

30 (C) Tris (dimethylaminomethyl)phenol, 0.9% in n-Heptane 0.0

31 Tris-(dimethylaminomethyl)phenol, 0.9% in n-Heptane 0.0

32 Tris-(dimethylaminomethyl)phenol, 0.9% in n-Heptane 0.0

33 Tris-(dimethylaminomethyl)phenol, 0.9% in n-Heptane 0.0

(C) = Comparative Example
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a) contacting a solution or dispersion consisting of a catalyst for a curing of a reactive polyisocyanate adhesive
comprising one or more metal salts, aziridine based catalysts, quaternary ammonium catalysts or amine catalysts
selected from 1,3,5-tris (3(dimethylamino) propyl)hexahydro-s-triazine, tris(dimethylaminomethyl) phenol and
2,4,6-tris(dimethyl aminomethyl) phenol; a volatile solvent or dipersant and optionally a marker which is used
to identify the application of the catalyst to the substrate surface; with a surface of the substrate to which the
adhesive will be bonded;
b) allowing the volatile solvent or dispersant to volatilize away;
c) contacting a reactive polyisocyanate adhesive with the surface treated in step a); and,
d) allowing the adhesive to cure.

7. A method according to Claim 6 wherein the first substrate is bonded to a second substrate with the adhesive disposed
between the two substrates before the reactive adhesive is cured.

8. A method according to Claim 6 or 7 wherein the second substrate is treated with the catalyst in a volatile solvent or
dispersant on the portion of the surface to be contacted with the reactive adhesive.

9. A method according to any one of Claims 6 to 8 wherein the reactive polyisocyanate adhesive is a one-part adhesive
system or a two-part adhesive system.

10. A method according to any one of Claims 6 to 9 wherein the volatile solvent is one or more of an aliphatic hydrocarbon,
cycloaliphatic hydrocarbon, aromatic hydrocarbon, ketone, ester, ether or alcohol.

11. A method according to any one of Claims 6 to 10 wherein the concentration of catalyst in volatile solvent or dispersant
is from 0.01 to 20 percent by weight.

12. A method according to any one of Claims 6 to 11 wherein the solution of the catalyst in volatile solvent is applied
to the one or more surfaces of the one or more substrates by means of spraying, rolling, brushing or wiping.

13. A method according to any one of Claims 6 to 12 wherein after step b) only catalyst is located on the surface of the
substrate to which the adhesive is to be bonded.

14. A method according to any one of Claims 6 to 12 wherein after step b) only catalyst and marker are located on the
surface of the substrate to which the adhesive is to be bonded.

15. A method according to any one of Claims 6 to 12 wherein the solution or dispersion does not contain a film forming
resin.

Patentansprüche

1. Ein System, das Folgendes beinhaltet:

i) eine Lösung oder Dispersion, bestehend aus einem Katalysator zum Härten eines reaktiven Polyisocyanat-
haftstoffs, beinhaltend ein oder mehrere Metallsalze, Katalysatoren auf Aziridin-Basis, Katalysatoren mit quar-
tärem Ammonium oder Aminkatalysatoren, ausgewählt aus 1,3,5-Tris(3-(dimethylamino)propyl)hexahydro-s-
triazin, Tris(dimethylaminomethyl)phenol und 2,4,6-Tris(dimethylaminomethyl)phenol; einem flüchtigen Löse-
mittel oder Dispergiermittel; und wahlweise einem Marker, der verwendet wird, um die Applikation des Kataly-
sators auf die Substratoberfläche zu identifizieren; und
ii) einen reaktiven Polyisocyanathaftstoff, wobei der Katalysator in der Lage ist, die Härtung des reaktiven
Polyisocyanathaftstoffs zu beschleunigen.

2. System gemäß Anspruch 1, wobei der reaktive Polyisocyanathaftstoff ein einteiliges Haftstoffsystem oder ein zwei-
teiliges Haftstoffsystem ist.

3. System gemäß Anspruch 1 oder 2, wobei das flüchtige Lösemittel eines oder mehrere von einem aliphatischen
Kohlenwasserstoff, cycloaliphatischen Kohlenwasserstoff, aromatischen Kohlenwasserstoff, Keton, Ester, Ether
oder Alkohol ist.
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4. System gemäß einem der Ansprüche 1 bis 3, wobei die Konzentration von Katalysator in flüchtigem Lösemittel oder
Dispergiermittel von 0,01 bis 20 Gewichtsprozent beträgt.

5. System gemäß einem der Ansprüche 1 bis 4, wobei die Lösung oder Dispersion kein filmbildendes Harz enthält.

6. Ein Verfahren zum Binden eines reaktiven Haftstoffs an mindestens ein Substrat, das Folgendes beinhaltet:

a) In-Kontakt-Bringen einer Lösung oder Dispersion, bestehend aus einem Katalysator zum Härten eines re-
aktiven Polyisocyanathaftstoffs, beinhaltend ein oder mehrere Metallsalze, Katalysatoren auf Aziridin-Basis,
Katalysatoren mit quartärem Ammonium oder Aminkatalysatoren, ausgewählt aus 1,3,5-Tris(3-(dimethylami-
no)propyl)hexahydro-s-triazin, Tris(dimethylaminomethyl)phenol und 2,4,6-Tris(dimethylaminomethyl)phenol;
einem flüchtigen Lösemittel oder Dispergiermittel und wahlweise einem Marker, der verwendet wird, um die
Applikation des Katalysators auf die Substratoberfläche zu identifizieren; mit einer Oberfläche des Substrats,
an welches der Haftstoff gebunden werden wird;
b) Zulassen, dass das flüchtige Lösemittel oder Dispergiermittel sich verflüchtigt;
c) In-Kontakt-Bringen eines reaktiven Polyisocyanathaftstoffs mit der in Schritt a) behandelten Oberfläche; und
d) Zulassen, dass der Haftstoff aushärtet.

7. Verfahren gemäß Anspruch 6, wobei das erste Substrat an ein zweites Substrat gebunden wird, wobei der Haftstoff
zwischen den beiden Substraten angeordnet ist, bevor der reaktive Haftstoff ausgehärtet wird.

8. Verfahren gemäß Anspruch 6 oder 7, wobei das zweite Substrat auf dem Abschnitt der Oberfläche, der mit dem
reaktiven Haftstoff in Kontakt gebracht werden soll, mit dem Katalysator in einem flüchtigen Lösemittel oder Dis-
pergiermittel behandelt wird.

9. Verfahren gemäß einem der Ansprüche 6 bis 8, wobei der reaktive Polyisocyanathaftstoff ein einteiliges Haftstoff-
system oder ein zweiteiliges Haftstoffsystem ist.

10. Verfahren gemäß einem der Ansprüche 6 bis 9, wobei das flüchtige Lösemittel eines oder mehrere von einem
aliphatischen Kohlenwasserstoff, cycloaliphatischen Kohlenwasserstoff, aromatischen Kohlenwasserstoff, Keton,
Ester, Ether oder Alkohol ist.

11. Verfahren gemäß einem der Ansprüche 6 bis 10, wobei die Konzentration von Katalysator in flüchtigem Lösemittel
oder Dispergiermittel von 0,01 bis 20 Gewichtsprozent beträgt.

12. Verfahren gemäß einem der Ansprüche 6 bis 11, wobei die Lösung des Katalysators in flüchtigem Lösemittel mittels
Sprühen, Rollen, Pinseln oder Wischen auf die eine oder mehreren Oberfläche(n) des einen oder der mehreren
Substrate aufgebracht wird.

13. Verfahren gemäß einem der Ansprüche 6 bis 12, wobei sich nach Schritt b) nur Katalysator auf der Oberfläche des
Substrats, an welches der Haftstoff gebunden werden soll, befindet.

14. Verfahren gemäß einem der Ansprüche 6 bis 12, wobei sich nach Schritt b) nur Katalysator und Marker auf der
Oberfläche des Substrats, an welches der Haftstoff gebunden werden soll, befinden.

15. Verfahren gemäß einem der Ansprüche 6 bis 12, wobei die Lösung oder Dispersion kein filmbildendes Harz enthält.

Revendications

1. Un système comprenant :

i) une solution ou une dispersion constituée d’un catalyseur pour le durcissement d’un adhésif polyisocyanate
réactif comprenant un ou plusieurs éléments parmi des sels métalliques, des catalyseurs à base d’aziridine,
des catalyseurs ammonium quaternaire ou des catalyseurs amine sélectionnés parmi la 1,3,5-tris (3(diméthy-
lamino) propyl)hexahydro-s-triazine, le tris(diméthylaminométhyl) phénol et le 2,4,6-tris(diméthyl aminométhyl)
phénol ; d’un solvant ou d’un agent de dispersion volatil ; et facultativement d’un marqueur qui est utilisé afin
d’identifier l’application du catalyseur sur la surface du substrat ; et
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ii) un adhésif polyisocyanate réactif dans lequel le catalyseur est capable d’accélérer le durcissement de l’adhésif
polyisocyanate réactif.

2. Un système selon la revendication 1 dans lequel l’adhésif polyisocyanate réactif est un système adhésif à une partie
ou un système adhésif à deux parties.

3. Un système selon la revendication 1 ou la revendication 2 dans lequel le solvant volatil est un ou plusieurs éléments
parmi un hydrocarbure aliphatique, un hydrocarbure cycloaliphatique, un hydrocarbure aromatique, une cétone, un
ester, un éther ou un alcool.

4. Un système selon l’une quelconque des revendications 1 à 3 dans lequel la concentration de catalyseur dans le
solvant ou l’agent de dispersion volatil va de 0,01 à 20 pour cent en poids.

5. Un système selon l’une quelconque des revendications 1 à 4 dans lequel la solution ou la dispersion ne contient
pas de résine filmogène.

6. Un procédé pour la liaison d’un adhésif réactif à au moins substrat comprenant :

a) le fait de mettre en contact une solution ou une dispersion constituée d’un catalyseur pour un durcissement
d’un adhésif polyisocyanate réactif comprenant un ou plusieurs éléments parmi des sels métalliques, des
catalyseurs à base d’aziridine, des catalyseurs ammonium quaternaire ou des catalyseurs amine sélectionnés
parmi la 1,3,5-tris (3(diméthylamino) propyl)hexahydro-s-triazine, le tris (diméthylaminométhyl) phénol et le
2,4,6-tris(diméthyl aminométhyl) phénol ; d’un solvant ou d’un agent de dispersion volatil et facultativement
d’un marqueur qui est utilisé afin d’identifier l’application du catalyseur sur la surface du substrat ; avec une
surface du substrat auquel l’adhésif doit être lié ;
b) le fait de laisser le solvant ou l’agent de dispersion volatil se volatiliser ;
c) le fait de mettre en contact un adhésif polyisocyanate réactif avec la surface traitée à l’étape a) ; et,
d) le fait de laisser l’adhésif durcir.

7. Un procédé selon la revendication 6 dans lequel le premier substrat est lié à un deuxième substrat avec l’adhésif
disposé entre les deux substrats avant que l’adhésif réactif ne soit durci.

8. Un procédé selon la revendication 6 ou la revendication 7 dans lequel le deuxième substrat est traité avec le
catalyseur dans un solvant ou un agent de dispersion volatil sur la portion de la surface à mettre en contact avec
l’adhésif réactif.

9. Un procédé selon l’une quelconque des revendications 6 à 8 dans lequel l’adhésif polyisocyanate réactif est un
système adhésif à une partie ou un système adhésif à deux parties.

10. Un procédé selon l’une quelconque des revendications 6 à 9 dans lequel le solvant volatil est un ou plusieurs
éléments parmi un hydrocarbure aliphatique, un hydrocarbure cycloaliphatique, un hydrocarbure aromatique, une
cétone, un ester, un éther ou un alcool.

11. Un procédé selon l’une quelconque des revendications 6 à 10 dans lequel la concentration de catalyseur dans le
solvant ou l’agent de dispersion volatil va de 0,01 à 20 pour cent en poids.

12. Un procédé selon l’une quelconque des revendications 6 à 11 dans lequel la solution du catalyseur dans un solvant
volatile est appliquée sur la ou les surfaces du ou des substrats par pulvérisation, laminage, brossage ou essuyage.

13. Un procédé selon l’une quelconque des revendications 6 à 12 dans lequel après l’étape b) seul le catalyseur est
situé sur la surface du substrat auquel l’adhésif doit être lié.

14. Un procédé selon l’une quelconque des revendications 6 à 12 dans lequel après l’étape b) seuls le catalyseur et le
marqueur sont situés sur la surface du substrat auquel l’adhésif doit être lié.

15. Un procédé selon l’une quelconque des revendications 6 à 12 dans lequel la solution ou la dispersion ne contient
pas de résine filmogène.
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