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[57] ABSTRACT

The invention is an improved process for denaturing and
coagulating paint in an aqueous medium in which denatured
and coagulated paint must remain in a dispersion in the
aqueous medium. The aqueous medium contains a coagulant
and the aqueous medium is maintained at an alkaline earth
metal ion equivalent of less than 1.0 mmole/liter.
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PROCESS FOR DENATURING AND
COAGULATING PAINTS

FIELD OF THE INVENTION

This invention relates to a process for denaturing and
coagulating paints and other organic coating materials, more
particularly water-based systems, so-called “water-based
paints”, in circuit waters of wet separators for spray painting
installations, more particularly of the type with sidestream
disposal.

BACKGROUND OF THE INVENTION

In the application of paints and other organic coating
materials to metal surfaces or plastic surfaces, for example
in the automotive industry, it is not possible to apply the
paints or coating materials completely to the parts to be
coated. So-called overspray collects in the paint spraying
booths, particularly in the painting of motor vehicles, and is
taken up with water and tlushed into so-called system basins.
In order, on the one hand, not to disturb the operation of
water-carrying pipe, nozzle and sprinkler systems, for
example by tacky paint particles, and other hand to free the
circulating water from the paint ingredients taken up, chemi-
cals known as coagulants have to be added to the circuit
water to coagulate the ingredients in question.

Various neutral and alkaline products are available for
denaturing and coagulating conventional paints, above all
paints used in the automotive industry.

In known process for coagulating paints and coating
materials, the technical installations present largely deter-
mine whether a paint coagulant which floats the coagulate in
the settling basin is used or whether a coagulant which
sediments the coagulate is used. In the first case, the coagu-
late can be stripped from the surface of the water whereas,
in the second case, the sedimented coagulates are removed
from the bottom of the basin by means of a scraping belt.
However, paint disposal lines where the denatured paint
particles have to be kept in a uniform dispersion or suspen-
sion in the circuit water without precipitating the paint are
being used to increasing extent. Accordingly, depending on
the type and quality of paint, the specific behavior of the
paint particles has to be influenced in each individual case in
such a way that paint particles with a tendency towards
fiotation or sedimentation form a uniform dispersion or
suspension. An overview of the problems involved in the
coagulation of paints is provided by J. Geke in “Oberfl

ache+JOT”, 1986, No. 11, pages 43 to 46.

RELATED ART

Various paint coagulants are available for coagulating
conventional paints, particularly for use in the automotive
industry. To coagulate and denature the paint particles and to
agglomerate them into a dischargeable coagulate, powder-
form or liquid, alkaline or neutral products are added to the
circulating water in the prior art.

Thus, GB-A-1,512,022 describes flocculating agents, i.e.
agents which agglomerate the particles under the efiect of
intermolecular bridge-forming macromolecules. These floc-
culating agents are made up of inorganic metal salts (iron
chloride or aluminium sulfate}, which act as precipitants,
and organic cationic polymers, such as polyvinyl pyridine or
polyamines, in aqueous solution.
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DE-A-33 16 878 describes liquid one-component coagu-
lants containing calcium and/or magnesium nitrates, chlo-
rides and/or sulfates and also polyethylene imines cationi-
cally modified by protonation or alkylation.

Hitherto, the disposal of two-component polyurethane
paints in particular has always presented difficulties. To
dispose of mists of such paints and coating materials,

- DE-A-34 12 763 proposes coagulants containing cyanamide

and/or dicyanodiamide and/or cyanamide salts in conjunc-
tion with materials typically used in paint coagulants.

Recently, layer silicates of various types, such as bento-
nites (U.S. Pat. No. 4,220,456), hectorites (EP-B-193 668),
montmorillonites (U.S. Pat. No. 4,629,572), kaolins (U.S.

Pat. No 4,380,495) or smectites (U.S. Pat. No. 4,701,220),
have bee used for denaturing and coagulating paints.

According to DE-C-38 17 251, other types of alumina,

particularly boehmite or pseudoboehmite, may also be used
for denaturing and sedimenting paints.

In addition, it 1s known from U.S. Pat. No. 4,496,374 and
from EP-A-117 586 that talcum in combination with calcium
oxide, hydroxide, carbonate and/or zinc stearate may be
used to coagulate and sediment high-solid paints. In addi-
tion, it is known from DE-C-34 21 289 and from DE-C27 58
873 that wax, particularly montan wax or carnauba wax, in
combination with paraffins derivatives may be used to
denature and coagulate synthetic resin paint particles in wet
separators of spray painting installations.

Water-based concentrates containing an ethylene/acrylic

acid copolymer for coagulating paints and other organic
coating materials are known from DE-A-38 10 166.

The alkali metal salts known from DE-A-15 17 409, such

as hydroxides, carbonates and/or hydrogen carbonates, may
also be used as active substances in coagulants.

Due to solvent emissions in painting with solvent-con-
taining paints and to more stringent legal requirements
relating to waste air from paint shops, there is now a trend
towards water-based paints. The water-soluble or water-
dispersible binders of water-based paints (hereinafter
referred to in short as “water paints™) generally differ in their
coagulating or flocculating properties from solvent-based
paints owing to the hydrophilic groups. Thus, water-soluble
binders, of which the solubility is mostly attributable to
carboxylate late groups, may generally be converted by
reaction with polyvalent cations, such as for example cal-
cium, magnesium, aluminium, iron (II) and iron (III), into
water-insoluble salts which flocculate from the aqueous
solutions. Accordingly, part of the water-soluble paint can
actually be precipitated by the polyvalent cations present in
process water, This effect which, basically, is advantageous
where coagulation is carried out in conventional coagulation
systems (for flotation or sedimentation) is a serious disad-
vantage in modern installations with sidestream disposal.
This is because, in coagulation with sidestream disposal, the
denatured paint particles introduced into the circulating
water initially remain in suspension and are only flocculated
and discharged by addition of flocculants in a sidestream
branched off from the circuit.

At present, the products mentioned above, which contain
bentonites activated for example with alkali metal carbon-
ates, are normally used for coagulating paints. These so-
called active bentonites are produced by intensive mixing of
natural calcium bentonites with alkali metal salts. Under the
effect of the intensive mixing, the calcium ions in the lattice
interlayers of the layer silicates are exchanged for alkali
metal ions. During working up, however, the entire calcium
content remains in the bentonite. Accordingly, where ben-
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tonites thus activated are used for coagulating water paints,
more particularly in installations with sidestream disposal,
unwanted premature precipitation of a more or less large part
of the water-soluble binder is precipitated into the coagula-

tion basin under the effect of the hardness of the coagulation
water. This results in a deterioration in operational reliabil-

- 1ty, 1n high cleaning costs and in a relatively poor coagula-
tion yield, particularly with a view to paint recycling/
utilization.

Accordingly, the problem addressed by the present inven-
fion was to provide a process which would guarantee not
only complete denaturing and coagulation, more particularly
of water paints and other organic water-based coating mate-
rials, but also adequate dispersion or suspension of the
denatured paint particles in the circuit water. Accordingly,
the primary objective of the present invention was to keep
the denatured paint particles suspended in the circuit water.
In addition, the process according to the invention would
lend itself to use in particular in modem installations with
coagulate disposal in separate flocculation systems (for
example the so-called “ESKA” installations), in which the
denatured paint particles neither float nor sediment in the
circuit water, but instead have to be kept dispersed or
suspended. In addition, the process according to the inven-
tion would also be suitable for the coagulation and disposal
of conventional solvent-based paint systems.

BRIEF DESCRIPTION OF THE INVENTION

Accordingly, the present invention relates to a process for
denaturing and coagulating paints and other organic coating
materials, more particularly water-based paint systems
(“water paints”), in circuit waters of wet separators for spray
painting installations, paint coagulants known per se being
added to the circuit water, characterized in that the water
hardness of the circuit water is adjusted to values of O to 1.0
mmole/1 alkaline earth metal ion equivalents.

It has surprisingly been found that dispersible paint resi-
dues disposable by adsorption can be formed if the hardness
of the circuit water is adjusted to values in the range
mentioned above. In particular, the unwanted premature
precipitation of water paints can be reduced or even com-
pletely avoided in this way without any adverse effect on the
denaturing and coagulation of the paint overspray.

In one preferred embodiment of the invention, the hard-
ness of the circuit water 1s adjusted to values of 0 to 0.2
mmole/1 alkaline earth metal ion equivalents.

DETAILED DESCRIPTION OF THE
INVENTION

A defimition of the term “water hardness” as used herein
can be found in the relevant prior art literature, for example

in “Rompp Chemie Lexikon”, 9th Edition, Vol. 3 (1990),
pages 1698 to 1700, keyword “water hardness”. According
to this definition, salts of calcium and magnesium are the
most important hardness salts responsible for the hardness of
water. In addition, under this definition, 1 mmole/1 alkaline
earth metal ions corresponds to approximately 5.6° d
(degrees of German hardness).

The following coagulants known per se, for example, may
be used in the process according to the invention:

The coagulants may contain, for example, one or more
alkalt metal layer silicate(s), for example the com-
pounds known from U.S. Pat. No. 4,220,456, U.S. Pat.
No. 4,629,572, U.S. Pat. No. 4,380,495 and U.S. Pat.
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No. 4,701,220 and from EP-B-193 668, which in
preferred embodiments emanate from the group of
bentonites, hectorites, montmorillonites and/or kaolins.
Combinations of bentonite and kaolin or of bentonite and
hectorite in coagulants have a very favorable coagulation
potential. One-component paints, polyester paints Oor one-
component polyurethane paints of the high-solid type, which
hitherto could never be completely denatured and coagu-
lated, can now be completely removed from the circuit water
of spraying booths with coagulants containing a combina-
tion of the above-mentioned layer silicates.
In addition, the following paint coagulants known from
the literature may be used for the purposes of the present
invention:

Aqueous wax dispersions which, according to DE-C-27
58 873 and DE-C-34 21 289, consist essentially of
montan wax, carnauba wax and/or paraifin derivatives;

Aqueous concentrates of ethylene/acrylic acid copoly-
mers which, according to DE-A-38 10 166, consist of
8 t0 25% by weight of acrylic acid units and 92 to 75%
by weight of ethylene units, based on the acid form of
the copolymer, and which are present as the salt of an
inorganic or organic base, preferably in the form of
alkalt metal, ammonium, amine or alkanolamine salts:

Aqueous talcum dispersions which, according to EP-B-
117 586, DE-A-34 05 451 and U.S. Pat. No. 4,496,374,
consist essentially of talcum, water-soluble polyhy-
droxy compounds and zinc stearate;

Aqueous alumina dispersions which, according to DE-C-
38 17 251, contain pseudoboehmite or boehmite alu-
mina (Al,O;) together with conventional antifoam
agents.

Together with or instead of one or more of the above-
mentioned materials typically present in paint coagulants,
the coagulants may contain polyethylene imines cationically
modified by protonation or alkylation. The polyethylene
imines are cationically modified, i.e. converted into the
corresponding ammonium salts, either by protonation or by
alkylation, generally by methylation of the nitrogen. The
degree of modification is variable and depends upon the
neutral starting polymer, upon the corresponding acid used
for protonation or upon the corresponding alkylating agent
used for alkylation. Tertiary nitrogen atoms of such poly-
mers are not completely protonated or alkylated. Protonated
and/or alkylated, preferably methylated polyethylene 1mi-
nes with molecular weights of 5x10* to 5x107 and prefer-
ably in the range from 7.5x10% to 5x10° (see, for example,
DE-A-33 16 878), may be used.

The coagulants may also contain molybdates, more par-
ficularly water-soluble molybdate salts—in preferred
embodiments of the invention alkali metal and/or ammo-
nium salts of molybdic acid and/or isopolymolybdic acid. Of
these molybdates, sodium or ammonium molybdates, more
particularly Na,MoQ,, are particularly preferred. Coagu-
lants containing sodium molybdates in addition to other
constituents typically encountered in coagulants are capable
of completely denaturing and removing mists even of those
paints which would have been regarded as difficult, if not
1mpossible, to treat with known coagulants (cf. DE-A-40 25
729).

Even though excellent results can be obtained with coagu-
lants corresponding in their composition to the foregoing
description, it is also possible in principle to meet special
requirements by adding other typical active substances and/
or auxiliaries to these coagulants. For example, the coagu-
lants may contain the components known from DE-A-34 12
763, such as cyanamide and/or dicyanodiamide and/or




5,547,587

S

cyanamide salts. Where cyanamide or dicyanodiamide
(1-cyanoguanidine) is used, extremely effective coagulation
of paints and other organic coating materials, more particu-
larly two-component polyurethane paints, can be achieved
when the cyanamide or dicyanodiamide are present in the
circuit water of paint spraying booths, i.e. in aqueous
solution, at pH values of 3 to 12 and preferably in the range
from 6.5 to 8.5.

Other special requirements paint coagulants are expected
to satisfy may include, for example, the adjustment of a
certain pH value or the antimicrobial potential of the coagu-
lants. A suitable additive for this purpose is, for example,
boric acid which has antimicrobial activity and which may
even contribute towards pH adjustment. Additions of phos-
phoric .acid, organic acids, such as citric acid, or other
non-corrosive acids or salts thereof may optionally be used
for pH adjustment. Basic compounds, such as alkali metal
hydroxides, amines or alkanolamines, are preferably used
for the pH adjustment of acidic solutions. Biocides may also
be used in addition to or instead of these compounds.
Examples of biocides are formaldehyde, isothiazolines and
derivatives thereof, such as pyridine-N-oxide and its deriva-
tives.

Other possible constituents of the coagulants are corro-
sion inhibitors and additional antifoam agents. Water-
soluble salts of phosphonic acids and zinc salts, preferably
the sodium salt of 2-phosphonobutane-1,2,4-tricarboxylic
acid or the zinc salt of 2-pyridinethiol-1-oxide, are used as
corrosion inhibitors. Besides known antifoam agents, Dehy-
dran F® (a product of Henkel KGaA) has been successfully
used as an antifoam agent.

In one preferred embodiment of the invention, the paint
coagulants used contain at least one of the following com-
ponents a) to h) as active ingredients:

a) layer silicates, preferably from the group of montmo-
rillonites, bentonites, hectorites or kaolins,

b) waxes, preferably in the form of an aqueous dispersion,

c) ethylene/acrylic acid copolymers which contain 8 to
25% by weight of acrylic acid units and 92 to 75% by
weight of ethylene units, based on the acid form of the
copolymer, and which are present as the salt of an
Inorganic or organic base, preferably in the form of an
aqueous concentrate, |

d) talcum,
e) alumina,

f) polyethylene imines and/or protonated or alkylated
derivatives of polyethylene imine,

g) water-soluble alkali metal and/or ammonium salts of
molybdic acid and/or isopolymolybdic acid and

h) polyelectrolytes based on quaternary methacrylates, for

example those of the ROHAFLOC® series (Rohm
GmbH).
In another preterred embodiment of the invention, the
coagulants mentioned above additionally contain at least one
of the following components i) to k):

1) a compound from the group consisting of cyanamide,
dicyanodiamide or cyanamide salts, preferably dicy-
anodiamide,

j) a hydroxide, carbonate or hydrogen carbonate of the
alkali metals,

k) active substances and/or auxiliaries typical of paint
coagulants, preferably biocides, pH regulators, corro-
sion 1nhibitors, antifoam agents or solubilizers.

The production of the paint coagulants from the indi-

vidual components is familiar to the expert from the prior
art

The coagulants are introduced either continuously by
means of suitable, optionally automatable metering systems
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or discontinuously, for example once a day. The coagulants
are added to the circuit water in a quantity of 0.5 to 40% by
weight and preferably in a quantity of 1.0 to 10% by weight
of active substance, based on paint overspray. In this con-
nection, the term “active substance” applies solely to the
coagulating agents mentioned and not to auxiliaries which
do not have any coagulating effect on their own. According
to the invention, the quantities in which the coagulants are
used are preferably selected so that, in the case of solid
products, they are in the range from 1 to 10% by weight and,
in the case of liquid products, in the range from 3 to 30% by
weight (again expressed as active substance), based on paint
overspray. The concentration of active substance in the
circuit water should preferably be of the order of 1 to 3 g/l.

So far as metering is concerned, it is important in overall
terms to ensure that enough coagulant is present in the
circuit waters to guarantece complete denaturing of the paint
particles.

In the practical application of the process according to the
invention, the pH value of the circuit water may vary over
a wide range, for example from pH 2 to pH 12. However, pH
values in the range from pH 5 to 9 are preferred for the
purposes of the invention, pH values in the range from 6 to
8.5 being particularly preferred.

According to the invention, the hardness of the circuit
water may generally be adjusted by using a suitably “soft”
water, which already has water hardness values in the range
mentioned, from the outset as the circuit water. Depending
on local conditions, “soft” waters such as these are either
already available in the form of natural waters (process
waters) or may be obtained in known manner by softening
of “hard” waters, for example by deionization thereof.
Further information on this subject can be found in the
relevant prior art literature, for example in the above-cited

“Rompp Chemie Lexikon”.

However, the softening of “hard” waters can be extremely
expensive, particularly for the application envisaged in the
present context, so that this option is generally not accept-
able to the user of the process according to the invention.
Accordingly, another preferred embodiment of the present
invention 1s characterized in that the hardness of the circuit
water 1s adjusted to values in the ranges mentioned by
addition of so-called “hardness binding agents” to the circuit
water. In the context of the invention, “hardness binding
agents” are generally understood to be substances which
enable the hardness of the circuit water to be reduced to
values in the ranges mentioned either by precipitation or by
complexing of the alkaline earth metal ions responsible for
hardness. |

Thus, the following substances, for example, may be used
as hardness-binding agents in accordance with the present
invention: alkali metal hydroxides, alkali metal carbonates,
alkali metal hydrogen carbonates, alkali metal silicates,
alkali metal phosphates, alkali metal polyphosphates, com-
plexing agents for alkaline earth metal ions and/or ion
exchangers which are capable of binding alkaline earth
metal ions. According to the invention, the alkali metals
mentioned in this list are meant to be sodium and/or potas-
sium, but especially sodium. Examples of the compounds
mentioned above are sodium hydroxide, potassium hydrox-
ide, soda, sodium hydrogen carbonate, soda waterglass,
sodium orthophosphate, sodium pyrophosphate and sodium
triphosphate (also known as sodium tripolyphosphate).
According to the invention, suitable complexing agents are
any of the complexing agents or sequestrants known from
the prior art which are capable of complexing the salts
responsible for the hardness of water, preferably calcium
and/or magnesium salts. Examples of this class of com-
pounds are sodium triphosphate, zeolitic alkali metal alu-
mosilicates, for example

zeolite A (SASIL®, a product of Henkel KGaA) or
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zeolite X, aminopolycarboxylic acids, for example
nitrilotriacetic acid (INTA) or

ethylenediamine tetraacetic acid (EDTA), phosphonic
acids, for example

ethane-1-hydroxy-1,1-diphosphonic acid (EHDP),

amino-tris-(methylenephosphonic acid) (ATMP) or

2-phosphonobutane-1,2,4-tricarboxylic acid and water-
soluble salts of the acids mentioned, particularly their
sodium salts.

According to the invention, the complexing agents or
sequestrants mentioned above are preferably used as the
hardness binding agents.

The quantity of hardness binding agents to be used cannot
be stated in general terms because the quantity to be added
is of course dependent above all on the hardness of the
process water used as the circuit water. Generally speaking,
hardness binding agents are added to the circuit water 1n the
quantity necessary to adjust the hardness of the circuit water
to values in the ranges mentioned above. In individual cases,
the expert will determine the particular quantity required by
simple tests. For the complexing agents mentioned above, it
1§ generally sufficient to use these hardness binding agents in
a quantity of 0.05 to 0.5% by weight, based on the quantity
of circuit water.

In addition, it has been found that even the addition of
alkali metal layer silicates poor in alkaline earth metals to
the circuit water leads to a reduction 1n 1ts hardness. Accord-
ingly, alkali metal layer silicates poor in alkaline earth
metals, which may also be used with advantage as an
effective coagulant, are also regarded to a certain extent as
hardness binding agents in the context of the present inven-
tion. However, the hardness-binding capacity of alkali metal
layer silicates 1s generally not sufficient to reduce the hard-
ness of the circuit water to values in the ranges mentioned
above.

According to the invention, therefore, it 1s preferred to
add alkali metal layer silicates poor in alkaline earth metals
to the circuit water in addition to the hardness binding
agents. This may be achieved, for example, by using the
alkali metal layer silicates as coagulants. It is of course also
possible in accordance with the present invention to use
others of the above-mentioned coagulants and to reduce the
hardness of the circuit water by addition of the alkali metal
layer silicates and/or others of the hardness binding agents
mentioned.

Suitable alkali metal layer silicates poor in alkaline earth
metals are, for example, natural alkali metal bentonites of
low calcium content (below 1.5% by weight), for example
the commercial products Portaclay A 90, Quarzwerke
GmbH, Frechen. According to the invention, alkali metal
layer silicates containing less than 2% by weight of alkaline
earth metal ions are preferably used.

Alkali metal layer silicates such as these poor in alkaline
carth metals are preferably used in a quantity of 0.5 to 10%
by weight and more preferably in a quantity of 1 to 4% by
weilght, based on paint overspray.

The paint particles can advantageously be completely
denatured by the process according to the invention. The
denatured paint particles can be agglomerated into small
flocs which do not adhere to the pipes, pumps and tanks, but
instead are uniformly distributed in the dispersion or sus-
pension and can be readily disposed of, even by automatic
systems. This particular feature is of considerable advantage
for the automatic paint disposal lines operating on the basis
of adsorptive disposal of the paint oversprays (for example
“ESKA” systems) which are being used to an increasing
extent.

ESKA systems with sidestream disposal are manufac-
tured, for example, by the Durr, Eisenmann and Flakt
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companies. In systems such as these, the denatured paint
particles introduced into the circuit water remain in suspen-
sion and are only flocculated and discharged by addition of
flocculants in a sidestream branched off from the circuit. In
the practical application of the process according to the
invention, the paint coagulates may readily be reprecipitated
or flocculated by the subsequent addition of, for example,
calcium salts (calcium nitrate).
The invention is illustrated by the following Examples.

EXAMPLES

Reduction of Water Hardness by Addition of
Hardness Binding Agents

- The hardness binding agents listed in Table 1 were added
in a quantity of 0.1% by weight—corresponding to
Examples 1 to 6—to waters with hardnesses of 5° d and 16°
d (corresponding to around 1/3.1 mmole/]1 alkaline earth
metal ions) of the following Reference Examples 1 and 2.

Table 1 below shows the change in hardness after addition

- of the particular hardness binding agents mentioned while

the values of Reference Examples 1 and 2 show the hardness
values of the water used without the hardness binding
agents.

TABLE 1
Total Calcium Magnesium
hardness content content
Examples [°d] [mg/1] [mg/l]
Ref, Ex. 1 5 30 3.0
¥ 3.2 18.8 2.4
Phcde 3.8 22.2 .32
Joekk <] 0.1 0.1
i R <] <0.1 <0.1
Ref. Ex. 2 16 04 12.3
Comp. 1* 12.7 — —
Comp. Pl 11.5 61 12.9
s ot 4.0 11.4 10.2
GF kK 2.9 10.1 6.5

*A natural sodium bentonite (Portaclay ® A90, a product of Quarzwerke

(GmbH, Frechen) was used as the hardness binding agent
**Sodium triphosphate was used as the hardness binding agent

***A sodium aluminium silicate (Wessalith ® P, a product of DEGUSSA AG)

was used as the hardness binding agent
¥ FEA sodium aluminium silicate (zeolite X) was used as the hardness

binding agent.

Precipitation for Various Water Hardness Values

Investigation of the precipitation of a water paint (BASE,
Glacier Blue, concentration 5 g/l) in water with various
hardness values showed that no coagulation occurred at very

low hardness values whereas a large part of the flocculatable
paint constituents precipitated at hardness values of more
than 5° d. The paint binder was almost completely coagu-
lated beyond 10° d, as reflected in the fact that there was no
turther increase in the volume of sediment, even at higher
hardness values. The sediment volume was determined by
cans of an Imhoff funnel. The Imhoff funnel 1s an acute-
angled, conical glass vessel with a volume of 1 liter and
exact volume markings. After the previously homogenized
solutions had been poured into the Imhoff funnel, the
volume of sediment was read off after certain time intervals.
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The results obtained are set out in Table 2 below.

10

Preventing the Precipitation of Coagulate by
Addition of Hardness Binding Agents

TABLE 2 .. : :
The hardness binding agents listed in Table 3 were added
Sediment volume to water with a hardness of 15° d. A water paint (BASFE,
in an Imhoff Water °  Glacier Blue) was added in a concentration of 5 g/1, followed
Hardness funnel atter hardness by stirring for 10 minutes at 250 r.p.m.
(actual) 10 mins. 30 mins. of the The results obtained are set out in Table 3 below. In Table
[°d] [ml] (] Clear phase  clear phase 3, |
” . p _—_— . Sasil®=Zeolite NaA (Henkel KGaA)
< | Cloudy * 1% Zeolite X (Henkel KGaA)
4.6 30 22 Coarse flocs, 5.3 Portaclay® A 90=Sodium bentonite (Quarzwerke GmbH)
n”“'“tfﬂffmm Trilon® A =Nitrilotriacetic acid sodium salt (NTA)
9.2 35 25 Coarse flocs, 9.6 Active bentonite =Calcium bentonite activated with
“‘m'“:lnspmm 15 sodium carbonate (Erbsloh)
ue % . .
144 13 - Coarse flocs 14 - * The following comments apply to these tests: although
non-transparent 1n the case of NTA the cations are complexed, they are still
blue picked up by the analysis method used (atomic absorption
186 38 7 Coarse flocs, 18.8 spectrometry). Accordingly, the hardness values shown in
non-transparent - Table 3 are not representative of the effect of NTA in the
blue context of the present invention; a more accurate picture is
provided by the values relating to the sediment volume.
TABLE 3
Sediment volume
in an Imhoff
. funnel after
15° d Water plus hardness Hardness 10 mins. 30 mins.
Example Dbinding elements (d] [ml] [ml] Clear phase
Ref. Ex. 3 No addition 144 33 23 Alu particles sediment,
blue suspension
7 2 g/l Sasil ® <0.1 3.5 4 Alu particles sediment,
blue suspension
8 2 g/l Zeolite X 0.2 5 7 Alu particles sediment,
blue suspension
S 2 g/l Sodium phosphate 0.5 2 7 Finely dispersed particles,
no sediment
10 1 g/1 Active bentonite + <0.1 3.5 5.5 Paint in suspension,
2 g/l Sasil ® totally opaque
11 1 g/l Active bentonite + 0.2 4.5 6 Paint in suspension,
2 g/l Zeolite X - totally opaque
12 1 g/l Active bentonite + 0.5 2 15 Paint in suspension,
2 g/l sodium phosphate totally opaque
Comp. 3* 2 g/l Trilon® A 13 1 1 Blue, slightly cloudy
Comp. 4 1 g/l Portaclay ® A 90 12.9 90 85 Clear-blue
Comp. 5 2 g/l Portaclay ® A 90 12.0 100 150 Clear-blue
Comp. 6 5 g/l Portaclay ® A 90 9.5 700 400 Cloudy-blue
Comp. 7 1 g/l Active bentonite 13.2 50 30 Very fine flocs and sedim.
metal particles
Comp. 8* 1 g/l Active bentomte + 14.4 1 2 Paint in suspension,
2 g/l Trilon® A totally opaque
50 : :
Flocculation of the Suspension
By adding an excess of water-soluble calcium nitrate, the
suspension of the water paint was flocculated in all the
Examples through the increase in the water hardness.
TABLE 2-continued 55 We claim: | . |
_ 1. In a proceed for denaturing and coagulating organic
Sﬂﬁ“{ﬂ;’iﬁm Water coating materials including water-based paint particles, by
Hardness finrol after hardness contacting the organic coating material with circuit water in
a wet separator for spray painting installations, containing a
(actual) 10 mins. 30 mins. of the 60 coagulating effective amount of coagulants to denature and
(°d] L] [ml] Clear phase clear phase coagulate said coating material the improvement which
15.0 (PW) 35 26 Coarse flocs, 146 comprises: maintaining hardness of the circuit water at a
non-transparent value of ( to 1.0 mmole/l alkaline earth metal ion equiva-
blue lents to keep the denatured and coagulated coating materials
65 suspended in the circuit water, wherein the coagulant con-

(PW = process water: the hardnesses of the other waters used were adjusted
to the values shown with caicium and magnesium ions (as nitrate)).

tains as an active constituent at least one composition
selected from the group consisting of layer silicates, waxes,
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ethylene/acrylic acid copolymers which contain 8 to 25% by
weight of acrylic acid units and 92 to 75% by weight of
ethylene units, based on the acid form of the copolymer, and
which are present as the salt of an inorganic or organic base,
talcum, alumina, polyethylene imines, protonated polyeth-
ylene imine, alkylated polyethylene imine, water-soluble
alkali metal salts of molybdic acid, ammonium salts of
molybdic acid, alkali metal salts of isopolymolybdic acid,
ammonium salts of 1sopolymolybdic acid and polyelectro-
lytes comprising quaternary methacrylates - has been
inserted.

2. The process as claimed in claim 1, wherein the hardness
of the circuitf water is maintained at from O to 0.2 mmole/1
alkaline earth metal ion equivalents.

3. The process of claim 2 wherein the coagulant addi-
tionally contains at least one component selected from the
group consisting of cyanamide, dicyanodiamide, cyanamide
salts, alkali metal hydroxide, alkali metal carbonate, alkali
metal hydrogen carbonate, biocides, pH regulators, corro-
sion inhibitors, antifoam agents and solubilizers.

4. The process of claim 2 wherein the coagulants are

added to the circuit water in an amount of 0.5 to 40% by

weight of active substance, based on the weight of paint
overspray.

S. The process of claim 2 wherein the pH of the circuit
water 1S 1n the range from 2 to 12.
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6. The process as claimed in claim 1, wherein the coagu-

lant additionally contains at least one composition selected
from the group consisting of cyanamide, dicyanodiamide,
cyanamide salts, alkali metal hydroxide, alkali metal car-
bonate, alkali metal hydrogen carbonate metals, biocides,
pH regulators, corrosion inhibitors, antifoam agents and
solubilizers.

7. The process as claimed in claim 1 wherein the coagu-
lants are added to the circuit water in an amount of 0.5 to
40% by weight of active substance, based on the weight of
paint overspray.

8. The process of claim 7 wherein the coagulants are
added to the circuit water in an amount of from 1.0 to 10%
by weight of active substances based on the weight of paint
in the circuit water.

30

35

40

12

9. The process as claimed in claim 1 wherein the pH of the
circuit water 1s in the range from 2 to 12.

10. The process of claim 6 wherein the pH of the circuit
water is from 5t0 9.

11. The process of claim 1 wherein the hardness of the
circuit water is maintained by addition of a hardness binding
agent.

12. The process as claimed in claim 11, wherein the
hardness binding agent comprises at least one member
selected from the group consisting of alkali metal hydrox-
ides, alkali metal carbonates, alkali metal hydrogen carbon-
ates, alkali metal silicates, alkali metal phosphates, com-
plexing agents for alkaline earth metal ions and ion
exchangers.

13. The process as claimed in claim 12, wherein the
complexing agent comprises at least one member selected
from the group consisting of zeolitic alkali metal aluminum
silicates, aminopolycarboxylic acids, water-soluble salts of
amino polycarboxylic acids, phosphonic acids and water-
soluble salts of phosphonic acid.

14. The process as claimed in claim 11 wherein the
complexing agents are added to the circuit water in an
amount of 0.05 to 0.5% by weight, based on the weight of
circuit water,

15. The process as claimed in claim 1 wherein hardness
binding agents comprising alkali metal layer silicates, con-
taining less than 2% by weight of alkaline earth metals, are
added to the circuit water.

16. The process as claimed in claim 15, wherein alkali
metal layer stlicates containing less than 1.5% by weight of
alkaline earth metals are added to the circuit water.

17. The process as claimed in claim 15 wherein the alkali
metal layer silicates are added to the circuit water in an
amount of 0.5 to 10% by weight based on the weight of paint
overspray to be collected.

18. The process of claim 17 wherein the alkali metal layer
silicates are added to the circuit water in an amount of fror
1 to 4% by weight based on paint overspray to be collected.

I T .
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