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BASE-CATALYZED ALKOXYLATION IN THE PRESENCE OF
POLYOXYETHYLENE-CONTAINING COMPOUNDS

FIELD OF THE INVENTION
The present invention relates in general to polyether polyols, and more
specifically, to a long-chain polyether polyol having a number average
molecular weight of more than about 1,200 g/mole and produced by
alkoxylating an initiator in the presence of a basic catalyst having at least one
cation thereof chelated with from about 0.5 wt.% to about 20 wt.% of a
polyoxyethylene-containing compound having a molecular weight of less than

about 10,000 g/mole.

BACKGROUND OF THE INVENTION |
It has been known for many years that cyclic ethers complex potassium
ions strongly. Crown ethers we.re discovered in the 1960's by Charles |
Pederson and he was awarded the Nobel Prize in 1987 for his efforts. The
ability of cyclic ethers to strongly complex metal ions led to much scientific

work. Unfortunately, because of the synthetic difficulty, high cost and high
toxicity of these compodnds, crown ethers have never found wide commercial

application. Perhaps, because crown ethers were discovered first, most of
those skilled in the art have overlooked the strong bomplexing abilities
possessed by non-cyclic poiyethers. Among the other advantages of non-
cyclic polyethers are ready availability, low cost ana the fact that polymers
and oligomers of ethylene oxide are so non-toxic as to be acceptable food
additives. '

A commonly-assigned U.S. patent application also filed on an even
date herewith and entitled “Base-catalyzed alkoxylation in the presence of
non-linear polyoxyethylene-containing compounds”, (Atty. Docket No.
PO8709, U.S. Serial No. 11/315,639) discloses a non-linear, at least
trifunctional polyoxyethylene-containihg additive as a chelating agent for thg

SUBSTITUTE SHEET (RULE 26)
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base-catalyzed alkoxylation of long-chain polyethers, with no detrimental
effect on flexible foams produced therefrom.

A second commonly-assigned U.S. patent application also filed on an
even date herewith and entitled “Short chain polyether polyols for rigid
polyurethane foam”, (Atty. Docket No. PO8707, U.S. Serial No. 11/315,531)
discloses a polyoxyethylene-containing additive as a chelating agent in the
alkoxylation of short chain polyethers.

Finally, a third commonly-assigned U.S. patent application also filed on
an even date herewith and entitled “Long-chain polyether polyols”, (Atty.
Docket No. PO8706, U.S. Serial No. 11/315,667) discloses a
polyoxyethylene-containing initiator as a chélating agent in the alkoxylation of
long-chain polyethers.

Although the concept of using linear polyethylene glycols ("PEGs”) for
rate enhancement of the KOH catalyzed alkoxylation of long-chain polyols is
known in the art (See “Synthesis of Polyether Polyols for Flexible
Polyurethane Foams with Complexed Counter-lon” by Mihail lonescu, Viorica
Zugravy, loana Mihalache and lon Vasile, Cellular Polymers 1V, International

Conference, 4th, Shrewsbury, UK, June 5-6, 1997. Paper 8, 1-8. Editor(s):
Buist, J. M.), there are no published reports describing the influence of PEG

molecular weight on its ability to accelerate the base-catalyzed alkoxylation of
long-chain polyether polyols nor on the quality of the resulting long-chain

polyether polyol.
It would therefore be desirable to provide teaching on the molecular

weight dependence of the effectiveness of polyoxyethylene containing

additives as reaction accelerators for producing long-chain polyether polyols
by base catalyzed alkoxylation and to describe the effect of the molecular

weight of those additives on the product quality of the resulting long-chain

polyether polyols.

SUMMARY OF THE INVENTION |
Accordingly, the present invention provides a long-chain polyether
polyol having a number average molecular weight of more than about 1,200
g/mole and produced by alkoxylating an initiator with an alkylene oxide in the

SUBSTITUTE SHEET (RULE 26)
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presence of a basic catalyst having at least one cation thereof chelated with
from about 0.5 to about 20 wt.% of a polyoxyethylene-containing compound
having a molecular weight of less than about 10,000 g/mole, wherein the
weight percentage is based on the weight of the long-chain polyether polyol.
5 The inventive polyols may be used to provide flexible polyurethane foams and

non-cellular polyurethanes.

These and other advantages and benefits of the present invention will
be apparent from the Detailed Description of the Invention herein below.

10 DETAILED DESCRIPTION OF THE INVENTION
The present invention will now be described for purposes of illustration
and not limitation. Except in the operating examples, or where otherwise
indicated, all numbers expressing quantities, percentages, OH numbers,
functionalities and so forth in the specification are to be understood as being

o 1;5 modified in all instances by the term “about " Equivalent weights and

moiecuiar weights given herein are number average equivalent weights and
number average molecular welghts respectlvely, uniess indicated otherwise.
The present invention provndes a Iong-cham polyether polyol havung a
- number average molecular weight of more than 1,200 g/mole and produced
20 Dby alkoxylating an initiator with an alkylene oxide in the presence of a basic
catalyst having at least one cation thereof chelated with from 0.5 to 20 wt. %
~ of a polyoxyethylene-containing compound h‘éving a molecular weight of less
than 10,000 g/mole, wherein the weight percentege is based on the weight of
~ the long-chain polyether polyol. |
25 - The present invention further provides a ptocess for producing a long
| chain polyether polyol having a number average molecular weight of more
than 1,200 g/mole and invol\iing élkpxylating' an initiator with an alkylene oxide
~inthe presence of a basic catalyst havmg at least one cation thereof chelated
- with from 0.5 to 20 wt. % of a polyoxyethylene-conte:mng compound having a |
30 - molecular welght of less than 10,000 g/mole wherem the weight percentage
is based on the weight of the long-chaln polyether polyol

- The present mventlon still further prowdes a ﬂelele polyur ethane foarn |

| made from the reactlon product of at Ieast one polyisocyanate and at Ieast
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one long-chain polyether polyol having a number average molecular weight of
more than 1,200 g/mole and produced by alkoxylating an initiator with an
alkylene oxide in the presence of a basic catalyst having at least one cation
thereof chelated with from 0.5 to 20 wt. % of a polyoxyethylene-containing
compound having a molecular weight of less than 10,000 g/mole, optionally in
the presence of at least one of blowing agents, surfactants, cross-linking
agents, extending agents, pigments, flame retardants, catalysts and fiilers,
wherein the weight percentage is based on the weight of the long-chain
polyether polyol.

The present invention also provides a process for producing a flexible
polyurethane foam involving reacting at least one polyisocyanate and at least
one long-chain polyether polyol having a number average molecular weight of
more than 1,200 g/mole and broduced by alkoxylating an initiator with an

alkylene oxide in the presence of a basic catalyst having at least one cation

-thereof chelated with from 0.5 to 20 wt. % of a polyoxyethylene-contammg
compound having a molecular weight of less than 10,000 g/mole, optionally In

- the presence of at least one of blowmg agents, surfactants cross-linking

agents, extending agents, pigments, flame retardants catalysts and fi Ilers
wherein the weight percentage is based on the weight of the long- -chain

polyether poiyol.

By “long-chain” polyether polyol, the inventors herein mean a polyether

“‘ polyol having a number average molecular welght of greater than 1 200

g/mole, preferably from 1,200 to 50,000 g/mole, more preferably from 1,200 to
30,000 g/mole, and most preferably from 1,200 to 8,000 g/mole. The
molecular Weight of the inventive polyols may be in an amount ranging
between any combination of these values, inclusitfe t)f the recited values.

“The long chain polyether polyols of the present invention are made by

| bascc catalyS|s the general condltlons of Wthh are famlhar to those skilled in

« the art The basic catalyst may be any baSIc catalyst known in the .art, more ;

preferably the basm catalyst is one of potassnum hydroxade sodium hydroxnde,

barium hydroxnde and cesnum hydroxlde most preferably the baszc catalyst is
potassnum hydroxlde
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Suitable initiator {(or starter) compounds include, but are not limited to,
C+-Csp monols, ethylene glycol, diethylene glycol, triethylene glycol, propylene
glycol, 1,3-propanediol, dipropylene glycol, tripropylene glycol, neopentyl
glycol, 1,4-butanediol, 1,2-butanediol, 2.3-butanediol, 1,3-butanediol, 1,6-
hexanediol, glycerin, trimethylolpropane, trimethylolethane, pentaerythritol, a-
methylglucoside, sorbitol, mannitol, hydroxymethylglucoside,
hydroxypropylglucoside, sucrose, N,N,N’,N'-tetrakis[2-hydroxyethyl or 2-
hydroxypropyllethylene diamine, 1,4-cyclohexanediol, |
cyclohexanedimethanol, hydroquinone, resorcinol, and the like. Nominal

initiator functionality is from 1 to 8 or more, preferably from 1 to 6, and more

preferably from 2 to 4. The functionality of the initiators useful in the present

“invention may be in an amount ranging between any combination of these

values, inclusive of the recited values. Any mixtures of monomeric initiators

or their oxyalkylated oligomers may also be utilized.

A polyoxyethylene-containing compound, such as a polyethylene

- glycol, is: e’olde"d to chelate at least one of the cations of the basic catalyst

“during the alkoxylation in the inventive long-chain polyether polyol production

process. Alternatively, the hydroxy functionality of the polyoxyethylene-

containing compound may be capped with alkyl, preferably methyl, groups as
is known to those skilled in the art. This polyoxyethylene-containing

compound is added to the initiator at a level resulting in 0.5 to 20 wt. %, based
on the Weight of the long-chain polyether polyol, more preférablyﬁfrom 3 wt.% -
to 9 wt.%. This polyoxyethylene-containing compound preferably has a

molecular weight of less than 10,000, more preferably from less than 10,000

to 100 and most preferably from 300 to 1,000 g/mole. The poloxyethylehe-

' contamlng compound may have a molecular weight in an amount ranging

between any combination of these values, inclusive of the recited values.

The alkylene oxtdes useful in alkoxylatlng the mmator to produce the -

- mventlve long-oham polyether polyois include, but.are not limited to, ethylene
oxide, propylene oxide, oxetane, 1,2- and 2 S-butylene oxide, isobutylene .

B oxude eplchlorohydnn cyclohexene oxude styrene oxide, and the higher

| alkylene oxides such as the Cg-Capn cx-alkylene oxides. Propylene oxide
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oxide are preferred. Other polymerizable monomers may be used as well,
e.g. anhydrides and other monomers as disclosed in U.S. Pat. Nos.

3,404,109, 3,538,043 and 5,145,883, the contents of which are herein
incorporated in their entireties by reference thereto.

The inventive long-chain polyether polyols may preferably be reacted
with a polyisocyanate, optionally in the presence of blowing agents,
surfactants, cross-linking agents, extending agents, pigments, flame
retardants, catalysts and fillers to produce flexible polyurethane foams or non-
cellular polyurethanes.

Suitable polyisocyanates are known to those skilled in the art and
include unmodified isocyanates, modified polyisocyanates, and isocyanate
prepolymers. Such organic polyisocyanates include aliphatic, cycloaliphatic,
araliphatic, aromatic, and heterocyclic polyisocyanates of the type described,
for example, by W. Siefken in Justus Liebigs Annalen der Chemie, 562, pages

75 10 136. Examples of such isocyanates include those represented by the

formula -

| -~ Q(NCO)s | D

in which n is a number from 2-9, pilreferebzly 2-3, and Q is an Laliphatic |
hydrocarbon group; a cycloaliphatic hydrocarbon group; an araliphatic
hydrocarbon group; or an aromatic hydrocarbon group.

examples of suitable isocyanates include ethylene diisocyanate; 1,4-
tetramethylene diisocyanate; 1,6-hexamethylene diisocyanate; 1,12-dodecane
diisocyanate; cyclobutane-1,3-diisocyanate; cyclohexane-1,3- and -1,4-
diisocyanate, and mixtures of these isomers; 1-isocyanato-3,3,5-trimethyl-5-

“isocyanatomethylcyclohexane (isophorone diisocyanate;. German

Auslegeschrift 1,202,785 and U.S. Pat. No. 3,401,190); 2,4- and 2,6-

hexahydrotoluene diisocyanate and mixtures of these isomers;
| dlcyclohexylmethane-4 4'-d||socyanate (hydrogenated MDI, or HMDI); 1,3-
-and 1 4-phenylene dnsocyanate 2 4- and 2 6-toluene dnsocyanate and

mixtures of these isomers (TDI) dlphenylmethane—z 4'- and/or -4 4'-

“dusocyanate (Mll) polymerijc dlphenylmethane dusocyanate (PMDI)
| naphthylene-1 5-dnsocyanate tnphenylmethane—4 4' 4“-trusocyanate

polyphenyl polymethylene polylsocyanates of the type whlch may be obtamed |
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by condensing aniline with formaldehyde, followed by phosgenation (crude
MDI), which are described, for example, in GB 878,430 and GB 848,671
norbornane diisocyanates, such as described in U.S. Pat. No. 3,492,330; m-
and p-isocyanatophenyl sulfonylisocyanates of the type described in U.S. Pat.
No. 3,454,606; perchlorinated aryl polyisocyanates of the type described, for
example, in U.S. Pat. No. 3,227,138; modified polyisocyanates containing
carbodiimide groups of the type described in U.S. Pat. No. 3,152,162;
modified polyisocyanates containing urethane groups of the type described,
for example, in'U.S. Pat. Nos. 3,394,164 and 3,644,457; modified
polyisocyanates containing allophanate groups of the type described, for
example, in GB 994,890, BE 761,616, and NL 7,102,524; modified
polyisocyanates containing isocyanurate groups of the type described, for
example, in U.S. Pat. No. 3,002,973, German Patentschriften 1,022,789,
1,222,067 and 1,027,394, and German Offenlegungsschriften 1,919,034 and
2,004,048; mod‘i:ﬁed polyisocyanates containing urea groups of the type
- described In oGerman Patentschrift 1,230,778; polyisocyanates containing
biuret groups of the type described, for example, in German Patentschrift
1,101,394, U.S. Pat. Nos. 3,124,605 and 3,201,372, and in GB 889,050:
polyisocyanates obtained by telomerization reactions of the type described,
for example, in U.S. Pat. No. 3,654,106; polyisocyanates containing ester
- groups of the type described, for example, in GB 965,474 and GB 1,072,856,
in U.S. Pat. No. 3,567,763, and in German Patentschrift 1,231,688; reaction
products of the above-mentioned isocyanates with acetéls as described in
German Patentschrift 1,072,385; and polyisocyanates containing poiymeric
fatty acid groups of the type described in U.S. Pat. No. 3,455,883. ltis also
- possible to use the isocyanate-containing distillation residues accumulating in
the production of isocyanates on a commercial scale, optionally in solution in |
one or more of the polyisocyanates mentioned above. Those skailled in the art
will reb,cghize "thva't it is also possible to use mixtures of the po'ly‘i;soAcyahates o
described above. Particularly preferred in the polyurethane foams ofthe
present invention are 2,4- and: 2,6-toluene diis;ocyénate and mixtures of these
 isomers (TDI). - L A °
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Prepolymers may also be employed in the preparation of the inventive
foams. Prepolymers may be prepared by reacting an excess of organic
polyisocyanate or mixtures thereof with a minor amount of an active
hydrogen-containing compound as determined by the well-known Zerewitinoff
test, as described by Kohler in Journal of the American Chemical Society, 49,
3181(1927). These compounds and their methods of preparation are known
to those skilled in the art. The use of any one specific active hydrogen

compound is not critical; any such compound can be empioyed in the practice
of the present invention.

Suitable additives optionally included in the polyurethane forming
formulations of the present invention include, for example, stabilizers,
catalysts, cell regulators, reaction inhibitors, plasticizers, fillers, crosslinking or
extending agents, blowing agents, etc.

Stabilizers which may be considered suitable for the inventive foam

forming process include, for example, polyether siloxanes, and preferably
those which are insoiuble in water. Compounds such as these are generally -

of such a structure that a relatively short chain copolymer of ethylene ;oxidezo l.
" and propylene oxide is attached to a polydimethylsiloxane residue. Such

stabilizers are described in, for example, U.S. Pat. Nos. 2,834,748, 2,917,480
and 3,629,308.

Catalysts suitable for the foam forming process of the present invention
include those which are known in the art. These catalysts include, for
example, tertiary amines, such as triethylamine, tributylamine, N-
methylmorpholine, N-ethylmorpholine, N,N,N',N*-tetramethylethylenediamine,
pentamethyl-‘diéthylenetriémihe and higher homoiogues (as described in, for
example, DE-A 2,624,527 and 2,624,528), 1 4-d|azab|cyclo(2 2.2)octane, N-

‘methyl- N'-dlmethyl-amlnoethylplperazme bis-

(dimethylaminoalkyl)piperazines, N N-dlmethylbenzylamme N, N-

adlmethylcyclohexylamme N,N-diethyi- benzylamme b|s-(N N-

dlethylammoethyl) adipate, N,N,N’ N'-tetramethyl -1,3- butanedtamme N, N- --

"d:methyl ﬁ-phenylethylamme 1 2-dimethyl|m|dazo|e 2-methylimidazole,

L monocycllc and bicyclic amines together with bns-(d1alkylammo)alkyl ethers
| such as 2,2 bns-(dxmeth’ylammoethyl) ether.
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Other suitable catalysts which may be used in producing the inventive
polyurethane foams include, for example, organometallic compounds, and
particularly, organotin compounds. Organotin compounds which may be
considered suitable include those organotin compounds containing sulfur.
Such catalysts include, for example, di-n-octyltin mercaptide. Other types of
suitable organotin catalysts include, preferably tin(ll) saits of carboxylic acids
such as, for example, tin(ll) acetate, tin(ll) octoate, tin(ll) ethylhexoate and/or
tin(ll) laurate, and tin(IV) compounds such as, for example, dibutyltin oxide,
dibutyltin dichloride, dibutyltin diacetate, dibutyltin dilaurate, dibutyltin maleate
and/or dioctyltin diacetate.

Water is preferably used as the sole blowing agent in the foams made
according to the present invention, although auxiliary blowing agents, such as,
for example, carbon dioxide, can be used. Water functions as the blowing by
reacting with the isocyanate component to chemically form carbon dioxide gas
plus an amine moiety which reacts further with the polyisocyanate to form
urea backbone groups. Water can be used in an amount up to 10% by

. weight. Preferably. 1 to 8% by weight, more preferably, 1 to 5% by weight,

based on the total weight of the isocyanate-reactive mixture, of water is used
In the present invention.

Further examples of suitable additives, which may optionaily be

~ included in the flexible polyurethane foams of the present invention can be

found in Kunststoff-Handbuch, volume Vi, edited by Vieweg & Hochtlen, Carl
Hanser Verlag, Munich 1993, 3™ Ed., pp. 104 to 127, for example. The

relevant details concerning the use and mode of action of these additives are
set forth therein. '

EXAMPLES
The present invention |s further lllustrated but |s not to be limited, by
the followmg examples All quantmes given in "parts” and "percents" ere
understood to be by welght unless otherwise ind icated. For the examples

' summar:zed beiow the followmg matenals were used
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a polyether polyol based on propoxylated glyeerine having a
hydroxyl number of 240 mg KOH/q,

a polyether polyol initiator based on propoxylated glycerine
having a hydroxyl number of 350 mg KOH/g, contains 4 wt.
% KOH;

a polyether polyol initiator based on propoxylated sorbitol
having a hydroxyl number of 200 mg KOH/g, contains 2.2
wt. % KOH;:

a dihydroxy terminated 400 MW polyethylene glycol (Aldrich
Chemical Co.);

a dihydroxy terminated 1000 MW polyethylene glycol
(Aldrich Chemical Co.);

a dihydroxy terminated 10,000 MW polyethylene glycol
(Aldrich Chemical Co.);

a dihydroxy terminated 100,000 MW polyethylene glycol
(Aldnch Chemical Co.);

o PEG 500 dlmethylether a dimethoxy terminated 500 MW polyethylene

glycol (Aldrich Chemical Co.); and

PEG-1000 dimethylether: a dimethoxy terminated 1000 MW polyethylene

- Example C-1

glycol (Aldrich Chemical Co.).

In this comparative example, Polyol A (190 g) and 50 % aqueous KOH
(4.74 g) were charged to a one-liter polyether polyol reactor. The mixture was

stripped for 30 minutes under vacuum (~0.5 psia) with a nitrogen purge at

110°C to remove water. The nitregen purge was stopped and vacuum valve
to the reactor was closed, thus blocking the vacuum (0.5 psia) in the reactor.
Propylene oxide (300 g) was fed to the reactor usmg a pressure feed back

- loop to control feed rate to malntann 50 ps:a pressure in the reactor ‘throughout
the process. The time requured to add the propy!ene oxrde was recorded and

~ used to determme absoiute feed rate (g/mln)
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Examples 2-4
Polyol A (see Table | for charge weight), 50 % aqueous KOH (4.68 g)
and PEG-400 (see Table | for charge weight) were charged to a one-liter
polyether polyol reactor. The mixture was stripped for 30 minutes under
o vacuum (~0.5 psia) with a nitrogen purge at 110°C to remove water. The

nifrogen purge was stopped and vacuum valve to the reactor was closed, thus
blocking the vacuum (0.5 psia) in the reactor. Propylene oxide (300 g) was
fed to the reactor using a pressure feed back loop to control feed rate to
maintain 50 psia pressure in the reactor throughout the run. The time

10  required to add the propylene oxide was recorded and used to determine
absolute feed rate (g/min).

The feed rate for the examples prepared with a polyoxyethylene
containing additive according to the invention (Ex. 2-4) are shown along with
comparison Example C-1 (prepared without a polyoxythyelene-containing

15  additive) in Table I. As can be appreciated by reference to Table |, it was
found that the rate of the KOH-catalyzed: propoxylation reaction at 110°C

- could be accelerated by approximately 45-50% with incorporation of about

9 wt. % of PEG-400 -and approximately 15-20 % with about 3 wt. % PEG-

400.
20 Table |
C-1 Ex.2 | Ex. 3 Ex4_]

Polyol A - 169 140 140
PEG-400 (g) - 14 42.8 42.8
Propylene Oxide (g 300 300 300 300
PEG-400 (wt. %) | - 29 8.8 | 8.8

PO Addition time min.) 180 140 | 143
_ _1.67 214 | 210
Relative Rate PO Addltlon 0 b A7

150 |

o Based‘on these results,;the" in\/ehtive eoncepi waosextehded to a start
~ mixture representative of that used to prepare polyether polyols faor molded
foam appllcatlons The effectlveness of PEG additives havmg dlfferent

25.  molecular weights and efther hydroxyl or methoxy end QFOUps were evaluated.
~ and the resuilts are presented in Table Il below.
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Example C-5

In this comparative example, a start mixture having a hydroxyl number
of 200 mg KOH/g was prepared from 60 % Polyol B (120 g) and 40 % Polyol
C (80 g). This mixture was charged to a one-liter stainless steel polyether
polyol reactor. The start mixture was heated under vacuum (~0.5 psia) at
105°C, while allowing nitrogen to flow through the reactor. After 30 minutes,
the nitrogen feed was stopped, and the vacuum valve was closed, thus

blocking the vacuum in the reactor (~0.5 psia). Propylene oxide (400 g) was
fed into the reactor at a rate sufficient to maintain 40 psia reactor pressure.
The time requiréd to complete the PO feed was measured and used to

calculate a feed rate (g/min.) for the standard propoxylation.

Examples 6-10 and C-11
A start mixture similar to that of Example C-5 was prepared, except a

~ portion of Polyol B was replaced gram for gram with the indicated

polyoxyethylene containing compound (see Table ). Suﬁ" cient KOH was

N .added as a 50% aqueous mixture (3.76 g) to bring the total KOH level to the |

20

25

same as that of Example C-5. This mixture was charged to a one-liter
stainless steel polyether polyol reactor. The start mixture was heated under
vacuum (~0.5 psia) at 105°C, while allowing nitrogen to flow through the
reacltor. After 30 minutes, the nitrogen feed was stopped, and the vacuum
valve was closed, thus blocking the vacuum in the reactor. Propylene oxide
(400 g) was fed into the reactor at a rate sufficient to maintain 40 psia reactor
pressure. The time required to complete the 400 g feed was measured and
used to calculate a feed rate (g/min.)

- The data for Example C-5 (no polyoxythyelene-containing additive) and

Examples 6-10 and C-11, with various poiyoxyethylene contalnmg

| compounds having different MW and end GrOUps, SIe summarlzed in Table Il
below. | |
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As can be appreciated by reference to Table Ii, the polyoxyethylene
containing additives having molecular weight ranging from 400-10,000 g/mole
led to increased rate of KOH-catalyzed propoxylation, regardless of the end-
group type (hydroxyl or methoxy). Interestingly, at the same level as the other
PEGs, the PEG ~100,000 (Ex. C-11) additive decreased the rate of
propoxylation.

Although not wishing to be limited to any particular theory, the
inventors herein speculate that the high molecular weight PEG resides in a
separate phase and carries with it some of the KOH catalyst resulting in
overall slower propoxylation rate. Examining the products after the final
propoxylation showed that the PEG-10,000 (Ex. 10) and PEG-100,000 (Ex. C-
11) containing products contained solids. The 1,000 and lower molecular
weight PEGs, at the levels investigated, gave liquid products without evidence
for any solids. Liquid polyether polyols that do not contain solids are generally
easier to process into polyufethanes and are generally recognized as higher
quality. This, dependence of the polyether quality on the mo!ecu|ér weight of
the PEG additive, together with decreased effectiveness of the high_er

“molecular weight PEGS in éccelerating the propoxylation has, to the best of

the inventors’ knowledge, heretofore not been taught in the art.

The foregoing examples of the present invention are offered for the

 purpose of illustration and not limitation. It will be apparent to those skilled in

the art that the embodiments described herein may be modified or revised in

various ways without departing from the spirit and scope of the invention. The
scope of the invention is to be measured by the appended claims.
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WHAT IS CLAIMED |IS:

1. A long-chain polyether polyol having a number average molecular
weight of more than about 1,200 g/mole and produced by alkoxylating an

initiator with an alkylene oxide in the presence of a basic catalyst having at
least one cation thereof chelated with about 0.5 to about 20 wt. % of a

polyoxyethylene-containing compound having a molecular weight of less than
about 10,000 g/mole,

wherein the weight percentage is based on the weight of the long-chain
polyether polyol.

2. The long-chain polyether polyol according to Claim 1 having a number
average molecular weight of from about 1,200 g/mole to about 50,000 g/mole.

3. The long-chain polyether polyol according to Claim 1 having a numberq
average molecular weight of from about 1,200 g/mole to about 30,000 g/mole.

4.  The long-chain polyether polyol according to Claim 1 having a number
average molecular weight of from about 1,200 g/mole to about 8,000 g/mole.

5. The long-chain polyether polyol according to Claim 1, wherein the |
~ initiator is chosen from C4-C3g monols, ethylene glycol, diethylene glycol.
triethylene glycol, propylene glycol, 1,3-propanedioi, dipropylene glycol,
tripropylene glycol, neopentyl glycol, 1,4-butanediol, 1,2-butanediol, 2,3-
butanediol, 1,3-buténedi0l, 1,6-hexanediol, glycerin, trimethylolpropane,
tnimethylolethane, pentaerythritol, d;methylglucoside, sorbitol, man“’nitol,

| hydréxymet’hyl’glu'cos'ide hydroxypropylglucoside, sucrose, N,N,N’,N’-

tetrakisf2- hydroxyethyl or 2- hydroxypropyl]ethylene dlamme 1 4-

cyc!ohexanedlol cyclohexanedlmethanol hydroqumone resorcinol, and
msxtures thereof. |
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6. - The long-chain polyether polyol according to Claim 1, wnerein the

basic catalyst is chosen from potassium hydroxide, sodium hydroxide, barium
hydroxide and cesium hydroxide.

7. The long-chain polyether polyol according to Claim 1, wherein the
basic catalyst is potassium hydroxide.

8. The long-chain polyether polyol according to Claim 1, wherein the
alkylene oxide is chosen from ethylene oxide, propylene oxide, oxetane, 1,2-
and 2,3-butylene oxide, isobutylene oxide, epichlorohydrin, cyclohexene

oxide, styrene oxide, C5-C3g a-alkylene oxides and mixtures thereof.

0. The long-chain polyether polyol according to Claim 1, wherein the

alkylene oxide is propylene oxide or a block of propylene oxide followed by a
block of ethylene oxide.

10.  The long-chain polyether polyol according to Claim 1, wherein the

polyoxyethylene-containing compound has a molecular weight of from less
than about 10,000 g/mole.to about 100 g/mole.

~11.  The long-chain polyether polyol according to Claim 1, wherein the

:polyoxyethylene-oontalnlng compound has a molecular weight of from about
300 g/mole to about 1000 g/mole.

12. The Iong—chain polyether polyol according to Claim 1, wherein the at
least one cation of the basic catalyst is chelated with about 3 wt.% to about9
wt.% of the polyoxyethylene-contalnmg compound.

13, A process for producmg a long chaln polyether polyol havnng a number

~average molecular weight of at least about 1,200 g/mole, the process
‘comprising: | |

alkoxylatlng an mltlator with an alkylene oxide in the presenoe ef a
basxc catalyst having at least one cation thereof chelated with about 0.5 to
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about 20 wt. % of a polyoxyethylene-containing compound having a molecular
weight of less than about 10,000 g/mole,

wherein the weight percentage is based on the weight of the long-chain
polyether polyol.

14.  The process according to Claim 13, wherein the long chain polyether

polyol has a number average molecular weight of from about 1,200 g/mole to
about 50,000 g/moie.

15.  The process according to Claim 13, wherein the long chain polyether

polyol has a number average molecuiar weight of from about 1,200, g/mole to
about 30,000 g/mole.

16.  The process according to Claim 13, wherein the long chain polyether

polyol has a number average molecular weight of from about 1,200 g/mole to |
“about 8,000 g/mole. :

17.. The process aéco-rding'to Claim 13, wherein the initiator is chosen from
C4-C3p monols, ethylene glycol, diethylene glycol, triethylene glycol, propylene
glycol, 1,3-propanediol, dipropylene glycol, tripropylene glycoi, neopentyl
glycol, 1 4-butanedtol 1,2-butanediol, 2,3-butanediol, 1,3-butanediol, 1,6-
hexanedlol glycenn trlmethylolpropane tnmethylolethane pentaerythntol o |
methylglucoside, sorbitol, mannitol, hydroxymethylglucoside,
hydroxypropylglucoside, sucrose, N,N,N’,N'-tetrakis[2-hydroxyethyl or 2-
hydroxypropyllethylene diamine, 1,4-cvclohexanediol.
cyclohexanedimethanol, hydroquinohe, resorcinol, and mixtures thereof.

18.  The process according to "Clairh 13, wherein the basic catalyst is

chosen from potaSSium hydromde sodium hydroxude barium hydro><|de and
" cesium hydroxrde |

- 19.  The process accordihg PtdCl_éim 13 wheréin the basic catalyét is
potassium hydroxide. .
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20.  The process according to Claim 13, wherein the alkylene oxide is
chosen from ethylene oxide, propylene oxide, oxetane, 1,2- and 2,3-butylene
oxide, isobutylene oxide, epichlorohydrin, cyclohexene oxide, styrene oxide,

Cs-Cgg a-alkylene oxides and mixtures thereof.

21.  The process according to Claim 13, wherein the alkylene oxide is

propylene oxide or a block of propylene oxide followed by a block of ethylene
oxide.

22.  The process according to Claim 13, wherein the polyoxyethylene-

containing compound has a molecular weight of from less than about 10,000
g/mole to about 100 g/mole.

- 23.  The process according to Claim 13, wherein the polyoxyethyiene-

containing compound has a molecular weight of from about 300 g/mole to
-, about 1,000 g/mole.

24. The process according to Claim 13, wherein the at least one cation of

the basic catalyst is chelated with about 3 wt.% to about 9 wt.% of the
polyoxyethylene-containing compound. :

25. A flexible polyurethane foam comprising the reaction product of
at least one polyisocyanate: and

at least one long-chain polyether polyol Hévmg a number a\)eragé mole.cular"
weight of more than about 1,20(5 g/mole and produced by alkoxylating
an initiator with an alkylene oxidé in the presehce of a basic catalyst -
having.at least one cation thereof chelated with about 0.5 to about 20

wt. % of a polyoxyethylene-contalmng compound having a molecular
we:ght of less than about 10,000 g/mole, |

optaonally in the presence of at least one of blowmg agents, surfactants, |

, cross-lmkmg agents extendmg agents, plgments flame retardants
catalysts and fillers
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wherein the weight percentage is based on the weight of the long-chain
polyether polyol.

26. The flexible polyurethane foam according to Claim 25, wherein the at
least one polyisocyanate is chosen from ethylene diisocyanate, 1,4-
tetramethylene diisocyanate, 1,6-hexamethylene diisocyanate, 1,12-dodecane
diisocyanate, cyclobutane-1,3-diisocyanate, cyclohexane-1,3-and -1,4-
diisocyanate, 1-isocyanato-3,3,5-trimethyl-5-isocyanatomethyl-cyclohexane
(isophorone diisocyanate), 2,4- and 2,6-hexahydrotoluene diisocyanate,
dicyclohexylmethane-4,4'-diisocyanate (hydrogenated MDI, or HMDI), 1,3-
and 1,4-phenylene diisocyanate, 2,4- and 2,6-toluene diisocyanate (TDI),
diphenylmethane-2,4'- and/or -4,4'-diisocyanate (MDI), polymeric
diphenylmethane diisocyanate (PMDI), naphthylene-1,5-diisocyanate,
triphenyl-methane-4,4',4"-triisocyanate, polyphenyl-polymethylene-
polyisocyanates (crude MDI), norbornane diisocyanates, m- and p-
isocyanatophenvil sulfonyhsocyanates perchlorinated aryl polyisocyanates, .
| _ carbodiimide-modified polyisocyanates, urethane-modified polyisocyanates,
o aIIOphanate modified polyisocyanates |socyanurate-mod|f ed
polyisocyanates, urea-modified polylsocyanates, biuret containing
polyisocyanates, isocyanate-terminated prepolymers and mixtures thereof.

27.  The flexible polyurethane foam according to Claim 25, wherein the at

least one polyisocyanate is chosen from.:2,4- and 2,6-toluene diisocyanate
and mixtures thereof (TDI).

28. The flexible polyurethane foam aécbrding to‘Cléim 25, wherein the

initiator is chosen from C4-C3o monols, ethylene glycol, diethylene glycol.

' triethylene glycol, propylene "glyco’l "1 3~propénediol ' diprbpylene glycaol,
tripropylene glycol, neopenty! glycol 1,4- butanedlol 1,2-butanediol, 2,3-

'- butanediol, 1 3-butanediol, 1 6 hexanedlol glycerm tnmethylolpropane

‘ trimethyliolethane, pentaerythrltol, a-_methylglucosude, sorbttol,hmanmtol,
- hydroxymethylglucoside, hydroxypropylgiucoside, sucrose, N,N,N‘,N’-
- tetrakis[2-hydroxyethyl or 2-hydroxypropyllethylene diamine, 1,4-
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cyclohéxanediol, cyclohexanedimethanol, hydroquinone, resorcinol, and
mixtures thereof.

29. The flexible polyurethane foam according to Claim 25, wherein the

basic catalyst is chosen from potassium hydroxide, sodium hydroxide, barium
hydroxide and cesium hydroxide.

30. The flexible polyurethane foam according to Claim 25, wherein the
basic catalyst is potassium hydroxide.

31.  The flexible polyurethane foam according to Claim 25, wherein the

polyoxyethylene-containing compound has a molecular weight of from less
than about 10,000 g/mole to about 100 g/mole.

32.  The flexible polyurethane foam according to Claim 25, wherein the

polyoxyethylene-containing compound has a molecular weight of from about
300 g/mole to about 1,000 g/mole.

33.  The flexible polyurethane foam according to Ciaim 25, wherein the

long-chain polyether polyol has a number average molecular weight of from
about 1,200 g/mole to about 50,000 g/mole.

34.  The flexible polyurethane foam according to Claim 25, wherein the

long-chain polyether polyol has a number average molecular weight of from
about 1,200 g/mole to about 30,000 g/mole.

° 35. - The flexible polyurethane foam according to Clalm 25, wherein the

~ long-chaln polyether polyol has a number average molecular welght of from
~about 1,200 g/mole to about 8. 000 g/mole |

36 The ﬂexuble poiyurethane foam accordmg to Claim 25 wherem the at

ieast one catlon of the basic catalyst is chelated with. about 3 wt.% to about 9
wt % of the polyoxyethylene—contammg compound
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37. A process for producing a flexible polyurethané foam comprising
reacting

at least one polyisocyanate; and

at least one long-chain polyether polyol having a number average molecular
weight of more than about 1,200 g/mole and produced by alkoxylating
an initiator with an alkylene oxide in the presence of a basic catalyst
having at least one cation thereof chelated with about 0.5 to about 20
wt. % of a polyoxyethylene-containing compound having a molecular
weight of less than about 10,000 g/mole,

optionally in the presence of at least one of blowing agents, surfactants,
cross-linking agents, extending agents, pigments, flame retardants,
catalysts and fillers

wherein the weight percentage is based on the weight of the long-chain
polyether polyol.

~ 38. ‘The process accordmg to Claim 37, whereln the at least one |
"polylsocyanate is chosen from ethylene dusocyanate 1 4—tetramethylene
diisocyanate, 1,6-hexamethylene diisocyanate, 1,12-dodecane dnsocyanate,
cyclobutane-1,3-diisocyanate, cyclohexane-1,3-and -1,4-diisocyanate, 1-
| iIsocyanaio-3,3,5-trimethyl-5-isocyanatomethyl-cyclohexane (isophorone
diisocyanate), 2,4- and 2,6-hexahydrotoluene diisocyanate,
dicyclohexylmethane-4,4'-diisocyanate (hydrogenated MDI, or HMDI), 1,3-
and 1,4-phenylene diisocyanate, 2,4- and 2,6-toluene diisocyanate (TDI),
diphehylmethane¥2,4'- and/or -4,4'-diisocyanate (MDI), polymeric
diphenylimethane diisoCyénate (PMDI), naphthylene-1,5-diisocyanate,
tnphenyi-methane-4 4 4“-tn|socyanate polyphenyl -polymethylene-
polylsocyanates (crude MDI) norbornane diisocyanates, m- and p-
|socyanatophenyl sulfonyllsocyanates perchlonnated aryl polylsocyanates
carbodumide-modlf ed polyisocyanates, urethane-modlfled polylsocyanates |
- allophanate—-modaﬁed polyisocyanates, 1socyanurate ~-modified -
polyisocyanates, urea- modified poly:socyanates biuret contalmng |
| o polyusocyanates lsocyanate-termlnated prepolymers and m:xtures thereof.
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39. The process according to Claim 37, wherein the at least one

polyisocyanate is chosen from 2,4- and 2,6-toluene diisocyanate and mixtures
thereof (TDI).

40. The process according to Claim 37, wherein the initiator is chosen from
C1-C3ag monols, ethylene glycol, diethylene glycol, triethylene glycol, propylene
glycol, 1,3-propanediol, dipropylene glycol, tripropylene glycol, neopentyl
glycol, 1,4-butanediol, 1,2-butanediol, 2,3-butanediol, 1,3-butanediol, 1,6-
hexanediol, glycerin, trimethylolpropane, trimethylolethane, pentaerythritol, a-
methylglucoside, sorbitol, mannitol, hydroxymethylglucoside,
hydroxypropylglucoside, sucrose, N,N,N’,N’'-tetrakis[2-hydroxyethyl or 2-
hydroxypropyl]ethylene diamine, 1,4-cyclohexanediol,

cyclohexanedimethanol, hydroquinone, resorcinol, and mixtures thereof.

41, The process according to Claim 37, wherein the basnc catalyst is

- chosen from potassium hydroxnde sodium hydroxide, banum hydroxide. and
cesium hydroxide.

42.  The process according to Claim 37, wherein the basic catalyst is
~ potassium hydroxide.

43.  The process according to Claim 37, wherein the long-chain polyethe"r

polyol has a number average molecular weight of from about 1,200, g/mole to
about 50,000 g/mole. . | | |

44. . The process according to Claim 37, wherein the long-chain polyether
pelyol has a number average molecular weight of from about 1,200 g/mole to
about 30,000 g/mole. |

45. The process according to Claim 37, wherem the long-chain polyether

polyol has a number average molecular welght of from about 1,200.g/mole to |
about 8,000 g/mole.
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46. The process according to Claim 37, wherein the polyoxyethylene-

containing compound has a molecular weight of from less than about 10,000
g/mole to about 100 g/mole.

47. The process according to Claim 37, wherein the polyoxyethylene-

containing compound has a molecular weight of from about 300 g/mole to
about 1,000 g/mole.

48. The process according to Claim 37, wherein the at least one cation of
the basic catalyst is chelated with about 3 wt.% to about 9 wt.% of the
polyoxyethylene-containing compound.
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