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57 ABSTRACT 
Resinous compositions which are the Michael adducts 
of primary and/or secondary amines and polymers con 
taining alpha, beta-ethylenically unsaturated moieties in 
conjugation with carbonyl moieties are disclosed. The 
compositions are depositable on substrates to form 
films. The films are amenable to oxidative and amino 
plast cures and cure with light color. The compositions 
are desirable for use in cationic electrodeposition. 
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MICHAEL ADDUCTS OF POLYMERC 
MATER ALS USEFUL IN COATING 

APPLICATIONS 

Matter enclosed in heavy brackets I appears in the 
original patent but forms no part of this reissue specifica 
tion; matter printed in italics indicates the additions made 
by reissue. 

CROSS-REFERENCE TO RELATED 
APPLICATIONS 

The present application is a reissue application for U.S. 
Pat. No. 4,248,753 issued Feb. 3, 1981. 

Reference is hereby made to Application Ser. No. 
937,368, filed even date herewith, entitled CURABLE 
RESINOUS COMPOSITIONS USEFUL IN COAT 
ING APPLICATIONS, now U.S. Pat. No. 4,198,331. 
This application relates to curable resinous composi 
tions containing primary and/or secondary amine 
groups which are non-volatile under curing conditions 
and containing alpha, beta-ethylenically unsaturated 
moieties in conjugation with carbonyl moieties which 
are reacted with a primary and/or a secondary amine 
which are volatile under curing conditions. The compo 
sitions are depositable on a substrate to form a film. 
Reference is also made to application Ser No. 77,248, 

filed Sep. 19, 1979, now U.S. Pat. No. 4,256,560, which 
relates to a method of cationic electrodeposition em 
ploying the resinous compositions disclosed in U.S. Pat. 
No. 4,198,331, and is a divisional thereof. 

BACKGROUND OF THE INVENTION 
1. Field of the Invention 
The present invention relates to curable resinous 

compositions. More particularly, this invention relates 
to curable resinous coating compositions in which the 
resinous binder is the Michael adduct of a polymeric 
material containing alpha, beta-ethylenically unsatu 
rated moieties in conjugation with carbonyl moieties 
and a primary and/or a secondary amine. 

2, Brief Description of the Prior Art 
It is known in the art that resinous materials can be 

dispersed in water with cationic groups such as quater 
nary ammonium base groups and amine salt groups. 
Such resinous materials can be used as binders for wa 
ter-based coating compositions which can be deposited 
on substrates by flow, dip, spray and roll coating as well 
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as by cationic electrodeposition. One disadvantage of 50 
such cationic systems is the presence of the amino nitro 
gen which discolors white and pastel coatings, inhibits 
oxidative cure and gives the coating a basic character 
which inhibits acid catalyzed cures such as with amino 
plast crosslinking agents. 

It is therefore an object of the present invention to 
provide a resinous binder for use in curable coating 
compositions which in the uncured state contains an 
amino nitrogen and which loses the nitrogen on curing. 

SUMMARY OF THE INVENTION 

In accordance with the present invention, heat-cura 
ble resinous coating compositions dispersible in aqueous 
medium with the aid of cationic salt groups and aqueous 
dispersions of such resinous coating compositions are 
provided. In one embodiment of the invention, the res 
inous coating composition comprises as the resinous 
binder: 
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2 
(A) a an active hydrogen-containing polymeric ma 

terial containing alpha, beta-ethylenically unsatu 
rated moieties in conjugation with carbonyl moi 
eties selected from the class consisting of 

and being substantially free of epoxy functionality re 
acted under conditions sufficient to form a Michael 
adduct with 

(B) a primary and/or secondary amine which has a 
boiling point below 200 100 C.; said reaction 
product of (A) and (B) being at least partially neu 
tralized with acid to provide cationic salt groups 
and being in combination with a curing agent which is 
reactive with the active hydrogens at elevated tempera 
tures to form a crosslinked product said coating 
composition being electrodepositable on a sub 
strate to form a film thereon. 

In another embodiment of the invention, the resinous 
coating composition comprises as a resinous binder: 

(A) a an active hydrogen-containing polymeric ma 
terial containing alpha, beta-ethylenically unsatu 
rated moieties in conjugation with 

-N-C- 

H. O. 

moieties reacted under conditions sufficient to form a 
Michael adduct with 

(B) a primary and/or secondary amine which has a 
boiling point below 200 100 C.; said reaction 
product of (A) and (B) being at least partially neu 
tralized with acid to provide said cationic salt 
groups and being in combination with a curing agent 
which is reactive with the active hydrogens at elevated 
temperatures to form a crosslinked product, said coat 
ing composition being electrodepositable on a sub 
strate to form a film thereon. 

PERTINENT PRIOR ART 

U. S. Pat. No. 3,975,251 to McGinniss discloses cati 
onic electrodepositable compositions comprising acid 
solubilized polyamine resins in combination with poly 
acrylate curing agents. Upon electrodeposition, the 
polyamine resin deprotonates on the cathode, exposing 
primary or secondary amine groups which react via a 
Michael addition with the polyacrylate curing agent to 
form a cured coating. In such compositions, the poly 
amine resin must be completely neutralized to prevent 
any premature reaction between the unprotonated poly 
amine resin and the polyacrylate curing agent in the 
electrodeposition bath. Complete neutralization is a 
disadvantage in that it may result in baths with low pH's 
which can cause corrosion problems. In addition, in the 
resinous compositions of the McGinniss patent, the 
amine groups are not released on curing and thus the 
resultant electrodeposited coatings are not readily cur 
able by autooxidation or with amine-aldehyde curing 
agents. 

U.S. Pat. No. 3,637,597 to Jalics discloses water-dis 
persible polymers containing pendant Mannich adduct 
units for rendering the polymer dispersible in water. 
The polymer can be deposited as a film. When the film 
is heated, the Mannich adduct units decompose leaving 
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a less basic film and unsaturated sites for subsequent 
curing via vinyl polymerization. 

DETAILED DESCRIPTION 

The resinous compositions of the present invention 
comprise a polymeric material which is formed via a 
Michael-type reaction of a primary and/or secondary 
amine with a polymeric material containing alpha, beta 
ethylenically unsaturated moieties in conjugation with 
carbonyl moieties, that is, 

H 
N 
C-C-C-N- 

/ 
N 
C=C-C- with 

/ I 
O 

N 
CEC-C-O- and 

/ 
O O 

being preferred. 
The preferred polymeric materials contain active 

hydrogens such as those selected from the class consist 
ing of hydroxyl, primary amine, secondary amine (in 
cluding imine), thiol and carboxylic acid, with hydroxyl 
being preferred. Such polymeric materials are curable 
with a crosslinking agent such as an amine-aldehyde 
condensate or a capped isocyanate. Particularly pre 
ferred are polymeric materials which are prepared from 
epoxy-containing resinous materials. To introduce the 
alpha, beta-ethylenically unsaturated moieties in conju 
gation with carbonyl moieties into the polymer, the 
epoxy-containing resinous materials can be reacted with 
alpha, beta-ethylenically unsaturated carboxylic acids 
such as acrylic acid or methacrylic acid or hydroxy 
containing epoxy resins can be transetherified with 
alkoxymethyl containing acrylamides or methacryla 
mides. 
The epoxy-containing resinous materials are polye 

poxides, that is, epoxy resins which have a 1,2-epoxy 
functionality greater than one. 
The preferred polyepoxides are polyglycidyl ethers 

of polyphenols preferably bisphenols such as Bisphenol 
A. These can be produced, for example, by etherifica 
tion of polyphenol with epihalohydrin or dihalohydrin 
such as epichlorohydrin or dichlorohydrin in the pres 
ence of alkali. The polyphenol can be, for example, 
hydroquinone, 2,2-bis-(4-hydroxyphenyl)propane, 1,1- 
bis-(4-hydroxyphenyl)ethane, 2-methyl-1,1-bis-(4- 
hydroxyphenyl) propane, 2,2-bis-(4-hydroxy-3-ter 
tiarybutylphenyl)propane, bis-(2-hydroxynaphthyl)- 
methane, 1,5-dihydroxynaphthalene or the like. Also 
oxyalkylated adducts such as ethylene and propylene 
oxide adducts of polyphenols may be employed. 
Another quite useful class of polyepoxides is pro 

duced from novolak resins or similar polyphenol resins. 
The polyepoxides such as the preferred polyglycidyl 

ethers of polyphenols can be further reacted to chain 
extend and increase their molecular weight. For exam 
ple, they may be further reacted with active hydrogen 
containing materials, which are, of course, different 
from the polyglycidyl ether of the polyphenols and 
which are reactive with epoxy groups, such as those 
containing hydroxyl, thiol, carboxylic acid, primary 
and secondary amine groups. Preferred chain extenders 
are organic polyols, preferably polymeric polyols, such 
as polyester polyols including polylactone polyols. 
Chain extending of epoxy-containing polymeric materi 
als with polymeric polyols is disclosed in U.S. Patent 
Application Ser. No. 788,706, filed Apr. 19, 1977 now 
U.S. Pat. No. 4,104,147, to Marchetti, Zwack and Jera 
bek, and assigned to PPG Industries, Inc., the assignee 
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4. 
of the present application. The epoxy-containing poly 
meric materials can also be chain extended with N 
heterocyclic-containing materials such as described in 
U.S. Patent Application Ser. No. 807,757, filed June 17, 
1977 now U.S. Pat. No. 4, 110,287, to Bosso and Castel 
lucci and assigned to PPG Industries, Inc., the assignee 
of the present application. 

Besides the polymers mentioned above, other epoxy 
containing polymers can be employed although their 
use is not preferred. Examples include polyglycidyl 
ethers of polyhydric alcohols, polyglycidyl esters of 
polycarboxylic acids and epoxy-containing acrylic pol 
ymers. These polymers are described in U.S. Pat. No. 
4,001,156 to Bosso and Wismer, the portions of which 
are hereby incorporated by reference. 

Besides the adducts of polyepoxides with alpha, beta 
ethylenically unsaturated carboxylic acids, examples of 
other polymeric materials containing alpha, beta 
ethylenically unsaturated moieties in conjugation with 
carbonyl moieties are the transetherification reaction 
products of polymeric polyols with N-alkoxy-methyla 
crylamides and methacrylamides such as N-butox 
ymethyl acrylamide and N-ethoxymethyl methacrylam 
ide. Examples of polymeric polyols are hydroxyl-con 
taining acrylic resins, polyester polyols including poly 
esters derived from lactones, polyether polyols and 
polymeric polyols derived from the epoxy resins de 
scribed above. Such polymeric polyols would be, for 
example, the reaction product of the epoxy resins with 
monoalcohols, phenols or excess polyols to give epoxy 
free polyether polyols. It is preferred that the polymeric 
polyol be epoxy free to avoid subsequent reaction of the 
epoxy functionality with primary and/or secondary 
amines. Also, the reaction products of NCO-containing 
prepolymers with hydroxyalkyl esters of alpha, beta 
ethylenically unsaturated carboxylic acids, for example, 
hydroxyethyl acrylate and hydroxypropyl methacry 
late, could be used. 
The amount of alpha, beta-ethylenically unsaturated 

moieties in conjugation with carbonyl moieties should 
preferably amount to an average of 0.1 to 10, more 
preferably 0.5 to 5 equivalents of unsaturation per mole 
of polymeric material. 
The amine which is reacted with the polymeric mate 

rial containing alpha, beta-ethylenically unsaturated 
carbonyl moieties to form the Michael adduct is a pri 
mary or secondary amine which is volatile under curing 
conditions. When a coating composition containing the 
polymeric Michael adduct is deposited on a substrate to 
form a film and the film heated to curing temperatures, 
the Michael adduct decomposes releasing free amine 
which volatilizes under curing conditions, that is, at 
least 25, preferably at least 50, and most preferably at 
least 80 percent by weight of the amine volatilizes leav 
ing a less basic (or even neutral) film. Examples of 
primary and secondary amines are those which have a 
boiling point below 200 C. and examples include etha 
nolamine, methyl ethanolamine, piperidine and amyla 
mine. Preferred primary and secondary amines are 
those boiling below 100 C. such as propylamine, dieth 
ylamine and dimethylamine. 
The conditions under which the amine and the poly 

meric material containing alpha, beta-ethylenically un 
saturated moieties in conjugation with carbonyl moi 
eties are reacted are as follows: 
To the stirred mixture of the polymeric material con 

taining alpha, beta-ethylenically unsaturated moieties in 
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conjugation with carbonyl moieties and any desired 
solvent to reduce viscosity, the amine is added. The 
reaction temperature can be initially ambient tempera 
ture or slightly above (i.e., 50° C). Cooling may or may 
not be necessary depending on the exothermic nature of 
the particular reaction and the scale on which it is con 
ducted. Following amine addition, reaction is carried to 
completion by heating at 50-80 C. for 1 to 2 hours. 

Secondary amines are preferred to primary amines 
because of processing conditions. Primary amines are 
difunctional and have potential for gelling the reaction 
mixture. If primary amines are used, precautions should 
be taken to avoid gelling. For example, excess amine 
can be used and the excess vacuum stripped at the com 
pletion of the reaction. Also, the above-described reac 
tion conditions can be varied such that the polymeric 
material is added to the amine. 
The ratio of amine to polymeric material should pref 

erably amount to at least 0.1, more preferably from 0.1 
to 1 equivalents of amine to 1 equivalent of alpha, beta 
ethylenically unsaturated moieties in conjugation with 
carbonyl moieties. 
The Michael adducts prepared as described above 

can be made water dispersible. Depending on the struc 
ture and molecular weight of the adduct and the con 
centration of amine groups, the Michael adduct may be 
dispersible as prepared. However, it is preferred that 
the adduct contain cationic groups such as amine salt 
groups to assist in water dispersibility. 
Amine salt groups can be obtained by neutralizing the 

Michael adduct with acid. Examples of suitable acids 
include organic and inorganic acids such as formic acid, 
acetic acid, lactic acid, phosphoric acid and carbonic 
acid. The extent of neutralization will depend on the 
particular Michael adduct employed. It is only neces 
sary that sufficient acid be added to solubilize or dis 
perse the product in water. Typically, the amount of 
acid used will be sufficient to provide about 30 to 120 
percent of the total theoretical neutralization. 

For aqueous-based systems, the concentration of cati 
onic groups, the molecular weight and the structure of 
the resinous binder should be coordinated with one 
another such that when the resinous binder is mixed 
with an aqueous medium, a stable dispersion will form. 
A stable dispersion is one which does not sediment or is 
one which is easily redispersible if some sedimentation 
occurs. In addition, the dispersion should be of suffi 
cient cationic character that the dispersed resin particles 
will migrate towards the cathode when an electrical 
potential is impressed between an anode and a cathode 
immersed in the aqueous dispersion. 

Also, the molecular weight, structure and concentra 
tion of cationic groups should be controlled so that the 
dispersed resin will have the required flow to form a 
film upon the substrate, and in the case of electrodeposi 
tion, to form a film on a cathode. The film should be 
insensitive to moisture. For cationic electrodeposition, 
it should be insensitive to moisture to the extent that it 
will not redissolve in the electrodeposition bath or be 
rinsed away from the coated cathode after its removal 
from the bath. The structure, molecular weight and 
concentration of cationic groups are dependent on one 
another and the selection of one can only be made after 
a consideration of the other two. For example, because 
of flow considerations and/or dispersibility, Michael 
adducts prepared from polyglycidyl ethers of polyphe 
nols should be of lower molecular weight than many of 
the epoxy-containing acrylic polymers mentioned 
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6 
above. In addition, higher molecular weight polymers 
usually require a higher concentration of cationic 
groups than lower molecular weight polymers unless 
the polymers contain hydrophilic groups such as poly 
(oxyalkylene) moieties. 

In general, most of the Michael adducts useful in the 
practice of the invention have molecular weights within 
the range of 500 to 60,000. Water dispersible adducts 
will usually contain from about 0.01 to 10 milliequiva 
lents of cationic groups per gram of resin solids. With 
regard to the polymers prepared from the preferred 
polyglycidyl ethers of the polyphenols, the molecular 
weight of the preferred polymers will fall within the 
range of 500 to 10,000, more preferably 1000 to 10,000. 
For aqueous systems, these preferred polymers will 
contain from about 0.01 to 8.0 and preferably from 
about 0.05 to 6.0 milliequivalents of cationic groups per 
gram of polymer. 
The preferred Michael adducts prepared in accor 

dance with the present invention also contain active 
hydrogens which are reactive at elevated temperatures 
with a curing agent. Examples of active hydrogens are 
hydroxyl, thiol, primary amine, secondary amine (in 
cluding imine) and carboxyl, with hydroxyl being pre 
ferred. 
The curing agents are those which are capable of 

reacting with the active hydrogens to form a cross 
linked product. Examples of suitable curing agents are 
phenolic resins, aminoplasts and polyisocyanates. The 
polyisocyanates should be capped or blocked so that 
they will not prematurely react with the active hydro 
gens in the Michael adduct. 
The aminoplasts are aldehyde condensation products 

of melamine, benzoguanamine, urea or similar com 
pounds. Generally, the aldehyde employed is formalde 
hyde, although useful products can be made from other 
aldehydes such as acetaldehyde, crotonaldehyde, acro 
lein, benzaldehyde, furfural and others. Condensation 
products of melamine, urea or benzoguanamine are 
most common and are preferred but products of other 
amines and amides in which at least one amino group is 
present can also be employed. For example, such con 
densation products can be produced from various dia 
zines, triazoles, guanidines, guanamines and alkyl and 
di-substituted derivatives of such compounds including 
alkyl and aryl-substituted ureas and alkyl and aryl-sub 
stituted melamines and benzoguanamines. Examples of 
such compounds are N,N-dimethyl urea, N-phenylurea, 
dicyandiamide, formoguanamine, acetoguanamine, 6 
methyl-2,4-diamino-1,3,5-triazine, 3,5-diaminotriazole, 
triaminopyrimidine, 2,4,6-triethyltriamine-1,3,5-triazine 
and the like. 
These amine-aldehyde and amide-aldehyde conden 

sation products contain methylol groups or similar al 
kylol groups depending upon the particular aldehyde 
employed. If desired, these methylol groups can be 
etherified by reaction with an alcohol. Various alcohols 
are employed for this purpose including essentially any 
monohydric alcohol, although the preferred alcohols 
contain from 1 to 4 carbon atoms such as methanol, 
ethanol, isopropanol and n-butanol. 
The aminoplast curing agent usually constitutes 

about 1 to 60 and preferably 5 to 40 percent by weight 
of the resinous composition based on total weight of the 
Michael adduct and aminoplast. 
The capped or blocked isocyanates which may be 

employed in the compositions of the present invention 
may be any isocyanate where the isocyanato groups 
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have been reacted with a compound so that the resul 
tant capped isocyanate is stable to active hydrogens at 
room temperature, that is, 20' to 30 C, but reactive 
with active hydrogens at elevated temperatures, usually 
between about 90-200 C. 

In the preparation of the capped organic polyisocya 
nate, any suitable organic polyisocyanate including 
aliphatic, cycloaliphatic and aromatic polyisocyanates 
may be used. Examples include tetramethylene diisocy 
anate, isophorone diisocyanate, 4,4'-dicyclohexyl meth 
ane diisocyanate, 2,4- or 2,6-toluene diisocyanate and 
mixtures thereof. Higher polyisocyanates can be em 
ployed such as triisocyanates. 
Any suitable aliphatic, cycloaliphatic, aromatic alkyl 

mono-alcohol and phenolic compound may be used as a 
capping agent in accordance with the present invention, 
such as, for example, lower aliphatic alcohols contain 
ing from 1 to 4 carbon atoms such as methanol and 
ethanol; cycloaliphatic alcohols such as cyclohexanol; 
aromatic alkyl alcohols such as phenyl carbinol. Higher 
molecular weight, relatively non-volatile mono 
alcohols such as 2-ethylhexanol can be used, if desired, 
to serve as plasticizers in the coating provided by this 
invention. 

Additional capping agents include oximes such as 
methyl ethyl ketoxine and lactams such as epsilonca 
prolactam. Use of oximes and lactams is particularly 
desirable because the polyisocyanates blocked with 
these agents unblock and react at relatively low temper 
atures. 
The reaction between the organic polyisocyanate and 

a capping agent is usually exothermic, therefore, the 
polyisocyanate and the capping agent are preferably 
admixed at temperatures of no higher than 80 C. and 
preferably below 50° C. to minimize the exotherm ef. 
fect. 
The polyisocyanate curing agent can be used in two 

similar ways. The polyisocyanate can be fully capped, 
that is, no free isocyanate groups remain, and then con 
bined with the polymeric Michael adduct to form a 
two-component system. Or, the polyisocyanate can be 
partially capped, for example, a half-capped diisocya 
nate so that reactive isocyanate groups remain. The 
partially capped isocyanate can then be reacted with a 
portion of the active hydrogens in the polymer mole 
cule under conditions which will not unblock the isocy 
anate nor gel the reaction mixture. This reaction makes 
the capped isocyanate integral with the polymer mole 
cule. Whether partially capped or fully capped, suffi 
cient polyisocyanate is present in the coating system so 
that the equivalent ratio of latent curing capped isocya 
nate groups to active hydrogens is at least 0.05:1 and 
preferably about 0.1 to 1:1. 

Besides the aminoplast and capped isocyanate cur 
ing agents which cure through reaction with the active 
hydrogens of the polymeric material, unsaturated cur 
ing agents which cure through reaction with the alpha, 
beta-ethylenic unsaturation in the polymer material can 
be employed. Self-curing systems in which the poly 
meric material polymerizes with itself through the al 
pha, beta-ethylenic unsaturation are also possible al 
though curing with additional unsaturated curing 
agents is preferred. Examples of suitable unsaturated 
curing agents are vinyl compounds which are non 
volatile under curing conditions containing at least one 
CH2=C-C group. Examples of suitable vinyl com 
pounds are polyol polyacrylates and polyol polymeth 
acrylates which are obtained by esterifying acrylic and 
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8 
methacrylic acid with polyols containing from 2 to 8 
carbon atoms such as ethylene glycol, 1,2- and 1,3- 
propanediol and 1,2-, 1,3- and 1,4-butanediols, diethyl 
ene glycol, triethylene glycol, dipropylene glycol, tri 
methylolpropane and pentaerythritol. 

The unsaturated crosslinking agent generally con 
stitutes about 1 to 60 and preferably 2 to 50 percent by 
weight of the composition based on total weight of the 
Michael adduct and crosslinking agent. 

For aqueous-based systems, the unsaturated cross 
linking agent containing acryloyl or methacryloyl 
groups, can be made cationic in character by reacting 
with a primary or secondary annine and neutralizing 
with acid as described generally above. 

Autooxidative curing is possible in the practice of 
the invention. Generally, oxidative curing is not possi 
ble with amine group-containing resins since amines 
inhibit oxidative cure. However, in the present inven 
tion, the amine is volatilized. Examples of materials 
which are capable of oxidative cures are epoxidized 
polybutadienes reacted with alpha, beta-ethylenically 
unsaturated carboxylic acids such as acrylic acid and 
methacrylic acid. Also, hydroxyl-terminated polybuta 
dienes which are esterified with acrylic or methacrylic 
acid or reacted with a partially capped diisocyanate 
such as toluene diisocyanate half-capped with a hydrox 
yalkyl ester of an alpha, beta-ethylenically unsaturated 
carboxylic acid such as hydroxyethyl acrylate or hy 
droxypropyl acrylate can be used. As is conventional 
with autooxidative curing, metal driers such as heavy 
metal soaps, for example, cobalt and manganese naph 
thanate and octoate can be used. 
The resinous compositions of the present invention 

can be used neat, in organic solution or as mentioned 
above in aqueous dispersions. The term "dispersion' as 
used within the context of the present invention is be 
lieved to be a two-phase, transparent, translucent or 
opaque aqueous resinous system in which the resin is 
the dispersed phase and water is the continuous phase. 
Average particle size diameter of the resinous phase is 
generally less than 10 and preferably less than 5 mi 
crons. The concentration of the resinous phase in the 
aqueous medium depends upon the particular end use of 
the dispersion and in general is not critical. For exam 
ple, the aqueous dispersion preferably contains at least 1 
and usually from about 5 to 50 percent by weight resin 
solids. 

Besides water, the aqueous medium may contain a 
coalescing solvent. The use of coalescing solvent may 
be, in some instances, for improved film appearance. 
These solvents include hydrocarbons, alcohols, esters, 
ethers and ketones. The preferred coalescing solvents 
include mono-alcohols, glycols and polyols as well as 
ketones and other alcohols. Specific coalescing solvents 
include isopropanol, butanol, isophorone, 4-methoxy-2- 
pentanone, ethylene and propylene glycol, the mono 
ethyl, monobutyl and monohexyl esters ethers of 
ethylene glycol and 2-ethylhexanol. The amount of 
coalescing solvent is not unduly critical and is generally 
between about 0.01 and 40 percent by weight, prefera 
bly about 0.05 to about 25 percent by weight based on 
total weight of aqueous medium. 

In most instances, a pigment composition and, if de 
sired, various additives such as surfactants or wetting 
agents are included in the dispersion. Pigment composi 
tion may be any of the conventional types comprising, 
for example, iron oxides, lead oxides, strontium chro 
mate, carbon black, coal dust, titanium dioxide, talc, 
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barium sulfate, as well as color pigments such as cad 
mium yellow, cadmium red, chromium yellow and the 
like. Pigment content of the dispersion is usually ex 
pressed as pigment-to-resin ratio. In the practice of the 
present invention, the pigment-to-resin ratios are usu 
ally within the range of 0.1 to 5:1. The other additives 
mentioned above are present in the dispersion in 
amounts of 0.01 to 3 percent by weight based on total 
weight of resin solids. 
When the aqueous dispersions described above are 

employed for use in electrodeposition, the aqueous dis 
persion is placed in contact with an electrically conduc 
tive anode and an electrically conductive cathode with 
the surface to be coated being the cathode. Following 

5 

O 

contact with the aqueous dispersion, an adherent film of 
the coating composition is deposited on the cathode 
when sufficient voltage is impressed between the elec 
trodes. The conditions under which electrodeposition is 
carried out are, in general, similar to those used in elec 
trodeposition of other types of coatings. The applied 
voltage may be varied and can be, for example, as low 
as one volt or as high as several thousand volts, but 
typically between 50 and 500 volts. The current density 
is usually between 1.0 ampere and 15 amperes per 
square foot and tends to decrease during electrodeposi 
tion indicating the formation of an insulating film. 
The curable resinous compositions of the present 

invention can also be used in other conventional coating 
applications such as flow, dip, spray and roll coating. 

For electrodeposition and other conventional coating 
applications, the coating compositions can be applied to 
a variety of elctroconductive electroconductive sub 
strates especially metals such as steel, aluminum, cop 
per, magnesium and the like, but also include metallized 
plastic and conductive carbon-coated materials. For 
other conventional coating applications, the composi 
tions can be applied to non-metallic substrates such as 
glass, wood and plastic. 

After the coating has been applied, it is usually cured 
by baking at elevated temperatures such as 90' to 210 
C. for about 1 to 30 minutes. 

Illustrating the invention are the following examples, 
which, however, are not to be construed as limiting the 
invention to their details. All parts and percentages in 
the examples as well as throughout this specification are 
by weight unless otherwise indicated. 

EXAMPLE I 

An epoxy resin, a polyglycidyl ether of Bisphenol A 
chain extended with poly(neopentyl glycol-adipate) 
diol, was reacted with acrylic acid to form a polymeric 
material containing alpha, betaethylenically beta 
ethylenically unsaturated carbonyl moieties. The Mi 
chael adduct was prepared by reacting this polymeric 
material with dimethylamine. 
The reaction product was prepared from the follow 

ing charge: 

Ingredient Parts by Weight Solids 
EPON 829 1389.6 333.3 
Bisphenol A 448.6 448.6 
poly(neopentylglycol-adipate) diol 
(MW = 530) 380.0 3650 

TEXANOL2 178.0 
benzyl dimethylamine (catalyst) 6.2 6.2 
88% aqueous lactic acid 7.2 6.3 
phenyl CELLOSOLVE 462.0 
methyl ethyl ketone 3650 
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-continued 

Ingredient Parts by Weight Solids 
FOAMKILL 639 12.0 12. 
phenothiazine (free radical inhibitor) O.2 0.2 
IONOLcfree radical inhibitor) 10.9 10.9 
acrylic acid 19.5 19.5 
triphenyl phosphine 23.0 230 
40% by weight aqueous dimethylamine 57.8 63.2 
methylethyl ketone 2500 
Polyglycidyl ether of Bisphenol A having a molecular weight of about 380 and an 
epoxy equivalent weight of about 190 connerically available from Shell Chemical 
Company. 
2,2,4-trimethylpentan-1,3-diol monoisobutyrate commerically available from 
Eastman Chemical Company. 
Ethylene glycol monophenyl ether. 
A hydrocarbon oil-containing inert diatomaceous earth commerically available 
from Crucible Chemical Company, 
2,6-ditertiarybutyl-4-methyl phenol commerically available from Shell Chemical 
Company 

The EPON 829 and Bisphenol A were charged to a 
reaction vessel under a nitrogen atmosphere and heated 
to 150 C. to initiate an exotherm. Following the exo 
therm, the temperature was maintained at 150° C. for 1 
hour. The reaction mixture was then cooled to 135 C. 
followed by the addition of the poly(neopentyl 
glycoladipate) diol, TEXANOL and benzyl dimethyl 
amine. The temperature of the reaction mixture was 
held at about 135 C. until its Gardner-Holdt viscosity 
measured as a 1:1 mixture with ethylene glycol mono 
ethyl ether was U+. The lactic acid was then added to 
neutralize the benzyl dimethylamine catalyst and the 
reaction mixture thinned with the phenyl CELLO 
SOLVE. The FOAMKILL 639 dissolved in the methyl 
ethyl ketone was then added followed by the addition of 
the phenothiazine and IONOL. After addition of the 
acrylic acid, the nitrogen atmosphere was removed and 
air was sparged through the reaction mixture. The tri 
phenyl phosphine was added and the reaction mixture 
heated to 100 C. and held at this temperature for about 
6 hours. The temperature was lowered to about 80 C., 
the aqueous dimethylamine solution was added drop 
wise and the reaction mixture held at about 80 C. for 2 
hours. The reaction mixture was then thinned with the 
methyl ethyl ketone. The resin contained 66.3 percent 
total solids (at 105° C) and contained 0.397 milliequiva 
lents of total base per gram of resin solids. 

EXAMPLE I 

The Michael adduct of Example I was combined with 
an amine-aldehyde crosslinker (CYMEL 1156) at a 
level of 20 percent on total solids for use as a solvent 
based coating composition. The coating composition 
was prepared from the following charge: 

Ingredient Parts by Weight 
Michael adduct of Example I OO.O 
(66.3% total solids) 
CYMEL 11561 15.8 
methyl ethyl ketone 42.O 

Butylated melamine-formalydehyde condensate commerically available from 
American Cyanamid Company (100 percent solids). 

The Michael adduct, CYMEL 1156 and methyl ethyl 
ketone were mixed together in a stainless steel beaker at 
room temperature. The mixture was coated onto an 
untreated steel substrate by drawing down with a 10 mil 
drawbar. The coating was baked for 30 minutes at 350 
F. (177' C.) to form a light-in-color, solvent-resistant, 
non-tacky film having a thickness of about 0.3-0.5 mil. 
Solvent resistance was determined by taking an ace 
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tone-saturated cloth and rubbing with normal hand 
pressure back and forth across the film surface. Fifty 
(50) acetone double rubs removed the film from the 
substrate. 
When the coating composition was applied as de 

scribed above but baked at 400' F. (204' C.) for 30 
minutes, the acetone resistance of the film improved in 
that 100 acetone double rubs were required to remove 
the film from the substrate. 

EXAMPLE III 

The Michael adduct of Example I was combined with 
CYMEL 1156 at a level of 20 percent on total solids. 
The mixture was partly neutralized with lactic acid and 
dispersed in water for evaluation as an electrocoating 
composition. The charge for preparing the electrodepo 
sition both bath at 15 percent by weight of the total 
resin solids was as follows: 

Ingredient Parts by Weight 
Michael adduct of Example I 285.3 
CYMEL 156 45.0 
88% by weight aqueous lactic acid 8.0 
deionized water 1208.4 

The resin of Example I, CYMEL 1156 and lactic acid 
were digested for about 15 minutes with stirring in a 
stainless steel beaker at room temperature. The deion 
ized water was added slowly to the mixture to disperse 
the resin. The dispersion had a pH of 5.2. 

Untreated steel, iron phosphated and galvanized steel 
panels were electrodeposited in the dispersion of 250 
volts for 90 seconds to produce insulating films with 
excellent appearance and adhesion to the various sub 
strates. When baked at 400 F. (204. C.) for 30 minutes, 
films having a thickness of about 0.3 to 0.7 mil were 
obtained which were slightly yellow, hard, with excel 
lent acetone resistance, that is, 100 acetone double rubs 
only slightly softened the films. 
When a second set of panels were electrodeposited in 

the bath under the same conditions but cured at 350' F. 
(177. C.) for 30 minutes, films which were lighter in 
color although somewhat soft and tacky resulted. Fifty 
(50) acetone double rubs were required to remove the 
film from the untreated steel and iron phosphated sub 
strates and 15 acetone double rubs were required to 
remove the film from the galvanized steel substrate. 
An aqueous dispersion similar to Example III was 

prepared but with 15 percent by weight CYMEL 1156 
instead of the 20 percent used in Example III. Untreated 
and zinc phosphated steel panels were cathodically 
electrodeposited in the dispersion at 150 volts for 90 
seconds to produce insulating films with excellent ap 
pearance and adhesion to the various substrates. When 
baked at 375 F. (190") (190° C) for 30 minutes, 
hard, solvent-resistant films having a thickness of 1.5 
mils on untreated steel and 0.15 mill on zinc phosphated 
steel were obtained. The film on untreated steel had a 
pencil hardness of H and 100 acetone double rubs re 
moved the film. The film on zinc phosphated steel had 
a pencil hardness of H and 30 acetone double rubs re 
moved the film. 

EXAMPLE IV 

The Michael adduct of Example I was combined with 
a capped isocyanate crosslinker in the following charge 
and evaluated as a solvent-based coating composition. 
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Ingredient Parts by Weight 
Michael adduct of Example 1 285.3 
capped isocyanate crosslinker 60.0 
(75 percent solids in ethylene glycol 
monoethyl ether) 

Capped isocyanate crosslinker was formed from reacting one mole of trimethylol 
propane with 3 moles of the 2-ethylhexanol monourethane of tolylene diisocyanate. 

The Michael adduct and capped isocyanate cross 
linker were digested for about 15 minutes with stirring 
at room temperature in a stainless steel beaker. The 
mixture was then coated onto a substrate by drawing 
down with a 10 mil drawbar. The resulting coating was 
baked at 350 F. (177° C) for 30 minutes to give a 
smooth, somewhat soft film. 
About two parts by weight of dibutyltin oxide cata 

lyst was added to the coating composition along with 25 
parts by weight of water. When the composition was 
coated over untreated steel substrates by drawing down 
with a 10 mil drawbar and curing at 400 F. (204. C.) for 
30 minutes, a hard, solvent-resistent film having a thick 
ness of about 1.0 mil was obtained. One hundred (100) 
acetone double rubs barely affected the film. Baking at 
350 F. (177° C) for 30 minutes also resulted in a hard, 
solvent-resistant film having a thickness of about 1.4 
mils. One hundred (100) acetone double rubs partially 
removed the film. 

EXAMPLE V 

To the dibutyltin oxide-containing composition pre 
pared as described above was added 8 parts by weight 
of 88 percent by weight lactic acid and 220 parts by 
weight of deionized water with stirring and heating at 
room temperature for 15 minutes to form an aqueous 
cationic resinous dispersion. 

Iron phosphated and untreated steel panels were 
dipped in this aqueous dispersion and the coated panels 
baked at 350 F. (177' C.) for 30 minutes. The baked 
films were dark yellow and smooth having good hard 
ness and gloss. The film had a thickness of about 1.4 mils 
and 100 acetone double rubs partially removed the 
films. 
An electrodeposition bath was prepared by thinning 

the dibutyltin oxide-containing dispersion described 
above with deionized water to about 15 percent by 
weight total resin solids. The dispersion was excellent 
and had a pH of about 5.4, When untreated steel, iron 
phosphated and galvanized steel panels were electrode 
posited in the bath at 250 volts (for untreated steel) and 
300 volts (for iron phosphated and galvanized steel) for 
90 seconds, insulating films with excellent appearance 
and adhesion to the various substrates were obtained. 
When the films were baked at 350 F. (177. C.) for 30 
minutes, films having a thickness of about 0.5 mill being 
light in color, glossy, hard, with excellent solvent resis 
tance were obtained. One hundred (100) acetone double 
rubs slightly softened the films. 
When the films were baked at 400 F. (204. C.) for 30 

minutes, hard, glossy films being slightly yellow-green 
in color were obtained and in which 100 acetone double 
rubs barely affected the film appearance. 

EXAMPLE VI 

A polyepoxide (polyglycidyl ether of Bisphenol A) 
was defunctionalized with trimethylolpropane. The 
resulting polymeric polyol was reacted with (N-bytoxy 
methylacrylamide N-butoxymethylacrylanide to form 
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apolymeric material containing alpha, beta-ethylenically 
unsaturated carbonyl moieties. The Michael adduct was 
prepared by reacting this polymeric material with di 
methylamine. The charge for preparing the reaction 
product was as follows: 

Ingredient Solids Parts by Weight 
EPON 829 859.0 895.0 
Bisphenol A 289.O 289.0 
trimethylolpropane 2150 215.0 
stamnous chloride (catalyst) 2.5 2.5 
dibenzyl ether 500 
N-butoxymethylacrylamide 400.0 4000 
hydroquinone (free radical 
inhibitor) dissolved in 
phenol CELLOSOLVE 8.0 19.4 
para-toluenesulfonic acid 
(transetherification catalyst) 
dissolved in phenyl CELLOSOLVE 4.8 11.7 
phenothiazine O. 0. 
aqueous dimethylamine 97.8 244.6 
pheyl CELLOSOLVE 2000 
methyl ethyl ketone 1500 

The EPON 829 and Bisphenol A were charged into a 
reaction vessel under a nitrogen atmosphere and heated 
to 150 C. to initiate an exotherm. Following the 20 
minute exotherm, the reaction mixture was held for 
about one hour at 150 C. This material was then added 
over 15 minutes to a mixture of trimethylolpropane and 
stannous chloride which had been heated under nitro 
gen to 200 C. The resin was then heated at 190° C. for 
two hours, cooled to 150 C. and then thinned with 
dibenzyl ether. At 135 C., the N-butoxymethylacryla 
mide, phenothiazine and solutions of hydroquinone and 
para-toluenesulfonic acid were added. The stirred mix 
ture was held at 120-135 C. for 40 minutes during 
which time the pressure was gradually reduced to ap 
proximately 6 torr and 195 parts of n-butanol was dis 
tilled off. The evacuated reaction vessel was returned to 
atmospheric pressure with nitrogen and the mixture was 
thinned immediately with phenyl CELLOSOLVE then 
with methyl ethyl ketone after cooling to 100 C. When 
the resin had cooled to 80 C., aqueous dimethylamine 
was added over 30 minutes. Finally, the mixture was 
stirred at 80 C. for two hours to complete the prepara 
tion. 

EXAMPLE VII 

The Michael adduct of Example VI was neutralized 
with lactic acid and dispersed in deionized water to 
form a 32.4 percent by weight aqueous dispersion. The 
charge for preparing the aqueous dispersion was as 
follows: 

Ingredient Parts by Weight 
Michael adduct of Example VI 244.2 
(73.7% Resin Solids) 
88% aqueous lactic acid 22.5 
deionized water 350 

Untreated and zinc phosphated steel panels were 
dipped into this aqueous dispersion, removed and the 
dip coatings baked at 400' F. (204' C.) for 30 minutes to 
form a solvent-resistant, hard, smooth, dark film of 
approximately 3 mils thickness. One hundred (100) ace 
tone double rubs slightly softened the film. 
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EXAMPLE VIII 

The aqueous dispersion of Example VII was thinned 
with deionized water to form a 10 percent resin solids 
electrodeposition bath. 
The dispersion had a pH of 6.6 Both untreated steel 

and zinc phosphated steel panels were cathodically 
electrodeposited in the dispersion at 150 volts for 90 
seconds to produce insulating films. The appearance of 
the films was good and adhesion to the substrate was 
excellent. When the films were baked at 450 F. (232 
C.) for 30 minutes, light-colored, hard films were ob 
tained. The film build over the untreated steel panels 
was 0.6 mil, whereas over the zinc phosphated panels, it 
was 0.3 mil. 
When baking was conducted at 400 F. (204' C.) for 

30 minutes, light, non-tacky films resulted which were, 
however, somewhat soft. 

EXAMPLE X 

The Michael adduct of Example VI was thinned with 
methyl ethyl ketone to form an organic solvent-based 
coating composition. The charge for preparing the 
coating composition was as follows: 

Ingredient Parts by Weight 
Michael adduct of Example VI 100.0 
methyl ethyl ketone 47.4 

The coating composition prepared as described 
above was coated onto an untreated steel substrate by 
drawing down with a 20 mil drawbar. When the coating 
was baked at 400 F. (204. C.) for 30 minutes, a dark, 
non-tacky, somewhat soft film of about 1.6 mils was 
obtained. Seventy (70) acetone double rubs were re 
quired to remove the film. 

EXAMPLE X 

The Michael adduct of Example VI was mixed with 
CYMEL 1156 at a level of 20 percent on total solids, 
partly neutralized with lactic acid to 85 percent of total 
neutralization, and dispersed in deionized water to form 
an aqueous coating composition. The charge for prepar 
ing the composition was as follows: 

Ingredient Parts by Weight 
Michael adduct of Example VI 244.2 
CYMEL 156 450 
88% aqueous lactic acid 22.5 
deionized water 3500 

Untreated steel and zinc phosphated steel panels were 
dipped in the bath, removed and baked at 400' F. (204 
C.) for 30 minutes to form hard, solvent-resistant films 
(0.8 mill over untreated steel and 0.4 mill over zinc phos 
phated steel). One hundred (100) acetone double rubs 
did not affect the films. 
When the coatings were baked at 350 F. (177. C.) for 

30 minutes, the baked films (about 1.7 mils over un 
treated steel and about 2.0 mils over the zinc phos 
phated steel) were hard and acetone resistant in that 100 
acetone double rubs were required to slightly soften the 
films. 

EXAMPLE XI 

The Michael adduct of Example VI was combined 
with CYMEL 1156 at a level of 15 percent on total 
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solids, partly neutralized with lactic acid, and dispersed 
in deionized water to form an aqueous electrodeposition 
bath. The charge for preparing the bath was as follows: 

Ingredient Parts by Weight 
Michael adduct of Example VI 244.2 
CYMEL S6 31.8 
88% aqueous lactic acid 22.5 
deionized water 207.5 

The dispersion was excellent and had a pH of 7.0. 
Both untreated steel and zinc phosphated steel panels 
were electrodeposited in the bath at 150 volts (for un 
treated steel) and 200 volts (for zinc phosphated steel) 
for 90 seconds to produce insulating films. The appear 
ance of the films was good and the adhesion to the 
substrate was excellent. When the wet films were baked 
at 375 F. (191" C.) for 30 minutes, hard, light-colored, 
glossy, solvent-resistant films were obtained. One hun 
dred (100) acetone double rubs only slightly softened 
the film. 
When the example was repeated and the CYMEL 

1156 concentration raised to 20 percent by weight, 
insulating films were obtained which had excellent ap 
pearance and excellent adhesion to the substrate. When 
the wet films were baked at 350 F. (177° C) for 30 
minutes, baked films (1.3 mils on untreated steel and 0.5 
mil on zinc phosphated steel) which were light in color, 
soft and somewhat tacky were obtained. However, the 
solvent resistance of the films was excellent in that 100 
acetone double rubs only slightly softened the film. 
When the baking temperature was raised to 400 F. 
(204' C.) for 30 minutes, the baked films (0.9 mil for 
untreated steel and 0.5 mil for zinc phosphated steel) 
were light in color, hard, glossy, smooth and solvent 
resistant. One hundred (100) acetone double rubs did 
not affect the films. 

EXAMPLE XII 

The Michael adduct of Example VI was combined 
with the capped isocyanate crosslinker (see Example 
IV) at a level of 20 percent on total solids, partly neu 
tralized with lactic acid, and dispersed in deionized 
water to form an aqueous coating composition. The 
charge for preparing the composition was as follows: 

Ingredient Parts by Weight 
Michael adduct of Example VI 2442 
capped isocyanate crosslinker of 
Example IV (75% resin solids) 60.0 
88% by weight aqueous lactic acid 22.5 
deionized water 3500 
dibuty tin dilaurate 2.9 

Untreated steel and zinc phosphated steel panels were 
dipped in the aqueous dispersion, removed and baked at 
350 F. (177. C.) for 30 minutes. The baked film (about 
2.5 mils) was brown, smooth, glossy, hard and sovlent 
resistant in that 100 acetone double rubs only slightly 
softened the film. When baking was conducted at 400 
F. (204. C.) for 30 minutes, similar films were obtained 
but which were more solvent-resistant in that 100 ace 
tone double rubs did not affect the film appearance. 

EXAMPLE XIII 

The aqueous dispersion of Example XII was thinned 
with additional deionized water to form a 10 percent 
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resin solids electrodeposition bath. The dispersion was 
excellent and had a pH of 6.6 Untreated steel and zinc 
phosphated steel panels were cathodically electrode 
posited in this bath at 100 volts for 30 seconds to form 
insulating films having a fair appearance and excellent 
adhesion to the substrate. When the films were baked at 
350 F. (177° C) for 30 minutes, baked films of about 1.0 
mik in thickness were obtained which were yellowish in 
appearance, smooth, glossy, hard and solvent-resistant 
in that 100 acetone double rubs only slightly softened 
the film. 
When the wet films were baked at 400' F. (204" C.) 

for 30 minutes, the acetone resistance of the film was 
enhanced in that 100 acetone double rubs did not affect 
the film appearance. 

EXAMPLE XIV 

A Michael adduct prepared as generally described in 
Example VI was combined with a butylated urea-for 
maldehyde condensate at a level of 30 percent on total 
solids, partly neutralized with lactic acid and dispersed 
in deionized water to form an electrodeposition bath. 
The charge for preparing the bath was as follows: 

Ingredient Parts by Weight 
Michael adduct of Example VI 88 
(74.5% resin solids) 
butylated urea-formaldehyde condensate 
(100% total solids) 60 
88% by weight aqueous lactic acid 40 
deionized water 1740 
'Commercially available from American Cyananid Company as BEELE 80. 

Untreated, zinc phosphated and galvanized steel pan 
els were electrocoated in the bath at 250 volts for 90 
seconds to form insulating films having good appear 
ance and good adhesion to the metal substrate. Films 
baked at 328 F. (165 C.) for 30 minutes were hard and 
required 40 acetone double rubs to remove the film. A 
slightly higher bake, 347 F. (175° C) for 30 minutes, 
led to increased solvent resistance. Eighty (80) to 100 
double rubs were required to remove the film. Film 
thickness in all cases was 0.6-0.8 mil. All films were 
essentially colorless. 

EXAMPLE XV 

The Michael adduct of Example VI was neutralized 
with lactic acid and dispersed in deionized water to 
form a 10 percent resin solids electrodeposition bath. 
The charge for forming the bath was as follows: 

Ingredient Parts by Weight 
Michael adduct of Example VI 285.3 
88% by weight aqueous lactic acid 
solution 8.0 
deionized water 576.7 

The dispersion was good and had a pH of 4.6. Un 
treated and zinc phosphated steel panels were electro 
deposited in this bath at 200 volts for 90 seconds to form 
insulating films. The appearance of the wet films was 
good and adhesion to the substrate was excellent. When 
the films were baked at 400 F. (204. C.) for 30 minutes, 
film builds of 1.0 mil developed on the untreated steel 
panels and 0.4 mil developed on the zinc phosphated 
steel panels. The films were slightly dark, smooth and 
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tack-free although acetone easily removed the films 
from the surface of the panels. When the films were 
baked at 450 F. (232 C.) for 30 minutes, film builds of 
0.5 mil developed on the untreated steel panels and film 
builds of less than 0.1 mil developed on the zinc phos- 5 
phated steel panels. The coatings were smooth, some 
what dark in color and tack-free. The coatings on the 
untreated steel panels were somewhat solvent-resistant 
in that 30 acetone double rubs were required to remove 
the films from the surfaces. The film builds on the zinc 
phosphated steel panels were too thin to measure ace 
tone resistance. 

EXAMPLE XVI 

An epoxy resin, a polyglycidyl ether of Bisphenol A 1 
chain extended with poly(neopentyl glycol-adipate) 
diol, was reacted with acrylic acid to form a polymer 
containing alpha, beta-ethylenically unsaturated car 
bonyl moieties. The Michael adduct was prepared by 

O 

5 

reacting this polymer with dimethylamine. The charge o 
was as follows: 

Ingredient Parts by Weight Solids 
EPON 829 1389.6 1333.3 
Bisphenol A 448.6 4486 2.5 
poly(neopentylglycol-adipate) 
diol (MW = 530) 380 365 
TEXANOL 78 -- 
benzyl dimethylamine 6.2 6.2 
lactic acid 7.2 6.3 
phenyl CELLOSOLVE 462 - 30 
FOAMKILL 639 12.0 2.0 
methyl ethyl ketone 365 o 
phenothiazine 0.22 0.22 
IONOL 10.9 0.9 
acrylic acid 19.5 119.5 
triphenyl phosphine 23.0 23.0 35 
40% by weight aqueous dimethylamine 27.4 86.8 
methyl ethyl ketone 400 -- 

Following the procedure of Example I, a chain 
extended epoxy resin was obtained having a Gardner 
Holdt viscosity of S at 25 C. as a 1:1 mixture with 
ethylene glycol monoethyl ether. This material was 
reduced with solvent and reacted further with acrylic 
acid and then dimethylamine as in Example I. The Mi 
chael adduct resin had a final solids of 60.8 percent, 
The Michael adduct was added to a stainless steel 

beaker containing deionized water and sufficient lactic 
acid to neutralize 85 percent of the amine functionality. 
Additional water was then added to reduce the disper 
sion to 10 percent solids. The charge for preparing the 5 
dispersion was as follows: 

Ingredient Parts by Weight 
deionized water 338 
88% by weight aqueous lactic acid 12. 5 
Michael adduct 329 
deionized water 1333 

The resin dispersed in an excellent fashion and had a 

45 
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pH of 4.2. Untreated steel panels were electrodeposited 60 
in the bath at 300 volts for 90 seconds to produce insu 
lating films. Some of the coated panels were air dried, 
some were baked at 250' F. (121 C.) for 30 minutes, 
some were baked at 300" F. (149' C.) for 30 minutes, 
some were baked at 350 F. (177° C) for 30 minutes, and 65 
some were baked at 400' F. (204' C.) for 30 minutes. 
The air dried and baked films were then scraped from 
the panels and analyzed for the percentage by weight 

18 
nitrogen by a Kjeldahl analysis. The results are pres 
ented below. 

Percent Nitrogen 
0.20 
0.07 

no nitrogen detected 
no nitrogen detected 
no nitrogen detected 

Drying or Baking Conditions 
Air drying 

250 F. (121 C.) bake 
300' F. (149' C.) bake 
350 F. (177° C) bake 
400" F. (204' C.) bake 

COMPARATIVE EXAMPLE XVIA 

For the purposes of comparison, a resin similar to that 
of Example XVI was prepared but one in which the 
nitrogen was noted incorporated into the polymer via a 
Michael addition. Instead, an epoxy-containing resinous 
material was reacted with dimethyl amine to incorpo 
rate the nitrogen into the polymer through an amine 
epoxy reaction. The charge for preparing the reaction 
product was as follows: 

Ingredient Parts by Weight Solids 
EPON 829 1390 1333 
Bisphenol A 449 449 
poly(neopentylglycol-adipate) diol 
(MW = 530) 380 365 
TEXANOL 178 - 

benzyl dimethyl amine 6.2 6.2 
88% by weight aqueous lactic acid 7. 6.2 
phenyl CELLOSOLVE 462 -- 
FOAMKILL 639 2.0 2.0 
methyl ethyl ketone 365 - 
40% by weight aqueous dimethylamine 45.8 166.4 

Following the procedure of Example I, a chain 
extended epoxy resin was obtained having a Gardner 
Holdt viscosity of U at 25 C. as a 1:1 mixture with 
ethylene glycol monoethyl ether. After addition of 
lactic acid, FOAMKILL 639 and solvents as in Exam 
ple I, the resin was cooled to 45 C. before the dimethyl 
amine was added. The resin was then heated to 70° C. 
and held there for 1 hours. Excess amine was then 
removed by distilling off 200 parts of solvent. 
The resin was neutralized with lactic acid and dis 

persed in deionized water as generally described in 
Example XVI to form a 10 percent solids electrodeposi 
tion bath. The dispersion appeared excellent and had a 
pH of 4.9. 

Untreated steel panels were electrodeposited in the 
dispersion at 150 volts for 90 seconds to form insulating 
films. Some of the coated panels were air dried, some 
baked at 250' F. (121°C.) for 30 minutes, some baked at 
300 F. (149 C) for 30 minutes, some at 350 F. (177 
C.) for 30 minutes, and some at 400 F. (204. C.) for 30 
minutes. The air dried and baked films were then 
scraped from the panels and submitted for a nitrogen 
analysis as described in Example XVI. The results of 
the analysis were as follows: 

Drying or Baking Conditions Percent Nitrogen 
Air dry 0.73 

250 F. (121 C) 0.78 
300 F. (149 C) 0.89 
350 F. (177° C) 0.86 
400 F. (204" C) 0.5 
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It was noticed in the comparative testing that the 
baked films of Example XVI were decidedly lighter in 
color than those of comparative Example XVIa. 

COMPARATIVE EXAMPLE XVII 

For the purposes of comparison, aqueous electrode 
position baths similar to those of Examples III and XI 
were prepared but in which the nitrogen was not incor 
porated into the polymer via a Michael addition. In 
stead, an epoxy-containing resinous material as reacted 
with secondary amine to incorporate the nitrogen into 
the polymer through an amine-epoxy reaction. The 
baths contained 10 percent resin solids of which 15 
percent was aminoplast (CYMEL 1156). The charge for 
preparing the polymer was as follows: 

31,022 O 

Ingredient Solids Parts by Weight 
epoxy-amine adduct 1700 215.0 
CYMEL 156 30.0 30.0 
acetic acid 2.7 2.17 
deionized water - 17750 

Zinc phosphated steel panels were cathodically elec 
trodeposited in this bath at 200 volts for 90 seconds and 
the wet films baked under the conditions shown in the 
table below. The films were then evaluated for hard 
ness, acetone resistance and color, and compared to 
films electrodeposited from the baths of Examples III 
and XI. 

Example Acetone 
No. Baking Temperature Resistance Hardness Color 

III 375 F. (191. C.)/30 minutes 100 non-scratchable very light yellow 
XI 100 non-scratchable very light yellow 
XVII 29 scratchable and yellow 

tacky 
III 400 F. (204" C.)/30 minutes 100 non-scratchable very light yellow 
XI 100 non-scratchable very light yellow 
XV 00 non-scratchable brown 
XVI 425' F. (215" C.)/30 minutes 100 non-scratchable brown 
XVI 450" F. (232" C.)/30 minutes 00 non-scratchable dark brown 
The acetone resistance is measured by the number of double rubs required to remove the film with 100 double rubs 
being the upper limit. 
Hardness was determined by whether the coating could by scratched with a ?ingernail. 

Ingredient Parts by Weight 
EPON 828 4036 
PCP 02001 1407 
xylene 351 
Bisphenol A 1224 
benzyldimethylamine 8.5 
benzyldimethylamine 4.9 
ethylene glycol monoethyl ether 123 
diethylenetriamine diketimine 396 
methylethanolamine 317 

'A polycaprolactonediot (molecular weight 530) commercially available from 
inion Carbide. 
Condensation product of one mole of diethylenetramine and two moles of methyl 
isobutyl ketone in excess methyl isobutyl ketone (73 percent by weight solids) 

The EPON 828, PCP 0200 and xylene were heated to 
reflux in a reaction vessel equipped with a nitrogen 
sparge tube and a Dean-Stark trap to collect water. 
After one-half hour of reflux, the mixture was cooled 
from 200 C. to 150° C. and the Bisphenol A and first 
portion of benzyldimethylamine were added. Heating 
was discontinued as the mixture exothermed for 10-20 
minutes. The mixture was then cooled to 130 C. and 
the second portion of benzyldimethylamine was added. 
The mixture was then stirred at 130 C. until a Gardner 
Holdt viscosity of a 1:1 mixture with ethylene glycol 
monoethyl ether reached N (two hours). The ethylene 
glycol monoethyl ether was then added to the resin 
along with the amines. The reaction was completed by 
holding the mixture at 110°C, for one hour. 
The epoxy-amine adduct prepared as described im 

mediately above was combined with CYMEL 1156, 
neutralized with acetic acid and dispersed in deionized 
water in the following charge to form a 10 percent resin 
solids electrodeposition bath containing 15 percent by 
weight aminoplast crosslinker. 

We claim: 
1. A heat-curable resinous coating composition dis 

persible in aqueous medium with the aid of cationic salt 
groups comprising as a resinous binder: 

35 (A) a an active hydrogen-containing polymeric ma 
terial containing alpha, beta-ethylenically unsatu 
rated moieties in conjugation with carbonyl moi 
eties selected from the class consisting of 

40 

and being substantially free of epoxy functionality re 
45 acted under conditions sufficient to form a Michael 

adduct with 
(b) a primary and/or secondary amine which has a 

boiling point below 200 100 C.; said reaction 
product of (A) and (B) being at least partially neu 
tralized with an acid to provide said cationic salt 
groups and being in combination with a curing agent 
which is reactive with the active hydrogens at elevated 
temperatures to form a crosslinked product said coat 
ing composition being electrodepositable on a sub 
strate to form a film thereon. 

2. The coating composition of claim 1 in which the 
cationic salt groups are amine salt groups. 

3. The resinous composition of claim 1 in which the 
polymeric material (A) is formed from reacting an 

60 epoxy resin with acrylic acid or methacrylic acid. 
4. The resinous composition of claim 1 in which the 

polymeric material (A) is formed from reacting a poly 
meric polyol with an N-alkoxymethyl-containing acryl 
amide or methacrylamide. 

5. The resinous composition of claim 4 in which the 
polymeric polyol is derived from an epoxy resin. 

6. The resinous composition of claim 1 in which the 
polymeric material (A) contains active hydrogens se 

50 

55 
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lected from the class consisting of hydroxyl, thiol, pri 
mary amino and secondary amino. 

7. The resinous composition of claim 6 which in 
cludes a curing agent reactive with the active hydro 
gens. 

8. The resinous composition of claim 76 in which 
the curing agent is selected from the class consisting of 
amionoplasts aminoplasts and capped isocyanates. 
9. An aqueous dispersion of a heat-curable resinous 

coating composition which comprises as the resinous 
binder: 

(A) a an active hydrogen-containing polymeric ma 
terial containing alpha, beta-ethylenically unsatu 
rated moieties in conjugation with carbonyl moi 
eties selected from the class consisting of 

-C-O-, -N-C- 

O H. O. 

and being substantially free of epoxy functionality re 
acted under conditions sufficient to form a Michael 
adduct with 

(B) a primary and/or secondary amine which has a 
boiling point below 200 100 C.; said reaction 
product of (A) and (B) being at least partially neu 
tralized with acid to provide cationic salt groups 
and being in combination with a curing agent which is 
reactive with the active hydrogens at elevated tempera 
tures to form a crosslinked product said coating 
composition being electrodepositable on a sub 
strate to form a film thereon. 

10. The aqueous dispersion of claim 9 in which the 
cationic groups are amine salt groups. 

11. The aqueous dispersion of claim 9 in which the 
polymeric material (A) is formed from reacting a poly 
meric polyol with an N-alkoxymethyl-containing acryl 
amide or methacrylamide. 

12. The aqueous dispersion of claim 11 in which the 
polymeric polyol is derived from an epoxy resin. 

13. The aqueous dispersion of claim 9 in which the 
polymeric material (A) contains active hydrogens se 
lected from the class consisting of hydroxyl, thiol, pri 
mary amino and secondary amino. 

14. The aqueous dispersion of claim 13 which in 
cludes a curing agent reactive with the active hydro 
gens. 

15. The aqueous dispersion of claim 14 13 in 
which the curing agent is selected from the class con 
sisting of aminoplast and capped ioscyanates. 

16. A heat-curable resinous coating composition dis 
persible in aqueous medium with the aid of cationic salt 
groups comprising as a resinous binder: 

(A) a an active hydrogen-containing polymeric ma 
terial containing alpha, beta-ethylenically unsatu 
rated moieties in conjugation with 

-N-C- 

H 
H 
O 

moieties reacted under conditions sufficient to form a 
Michael adduct with 

(B) a primary and/or secondary amine which has a 
boiling point below 200 100 C.; said reaction 
product of (A) and (B) being at least partially neu 
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22 
tralized with an acid to provide said cationic salt 
groups, and being in combination with a curing 
agent which is reactive with the active hydrogens at 
elevated temperatures to form a crosslinked product; 

said coating composition being electrodepositable on 
a substrate to form a film thereon. 

17. The coating composition of claim 16 in which the 
cationic salts are amine salt groups. 

18. The resinous composition of claim 16 in which the 
polymeric material (A) is formed from reacting a poly 
meric polyol with an N-alkoxymethyl- containing ac 
rylamide or methacrylamide. 

19. The resinous composition of claim 18 in which the 
polymeric polyol is derived from an epoxy resin. 

20. The resinous composition of claim 16 in which the 
polymeric material (A) contains active hydrogens se 
lected from the class consisting of hydroxl, thiol, pri 
mary amine and secondary amino. 

21. The resinous composition of claim 20 which 
includes a curing agent reactive with the active hydro 
gens. 

22. The resinous composition of claim 21 20 in 
which the curing agent is selected from the class con 
sisting of aminoplast and capped isocyanates. 

23. An aqueous dispersion of a heat-curable resinous 
coating composition which comprises as the resinous 
binder: 
(A) a an active hydrogen-containing polymeric ma 

terial containing alpha, beta-ethylenically unsatu 
rated moieties in conjugation with 

H. O. 

moieties reacted under conditions sufficient to form a 
Michael adduct with 

(B) a primary and/or secondary amine which has a 
boiling point below 200 100 C.; said reaction 
product of (A) and (B) being at least partially neu 
tralized with acid to provide cationic salt groups 
and being in combination with a curing agent which is 
reactive with the active hydrogens at elevated tempera 
tures to form a crosslinked product said composition 
being electrodepositable on a substrate to form a 
film thereon. 

24. The aqueous dispersion of claim 23 in which the 
cationic groups are amine salt groups. 

25. The aqueous dispersion of claim 23 in which the 
polymeric material (A) is formed from reacting a poly 
meric polyol with an N-alkoxymethyl-containing acryl 
amide or methacrylamide. 

26. The aqueous dispersion of claim 25 in which the 
polymeric polyol is derived from an epoxy resin. 

27. The aqueous dispersion of claim 23 in which the 
polymeric material (A) contains active hydrogens se 
lected from the class consisting of hydroxyl, thiol, pri 
mary amino and secondary amino. 

28. The aqueous dispersion of claim 27 which in 
cludes a curing agent reactive with the active hydro 
gens. 

29. The aqueous dispersion of claim 43 27 in 
which the curing agent is selected from the class con 
sisting of aminoplast and capped isocyanates. 

k . . 


