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Oligomers from parabanic acid and propylene carbonate rings’ opening

Summary — Reactions of parabanic acid with propylene carbonate in the presence of 1,4-diazabicy-
clo[2.2.2]octane as catalyst were studied. During the reactions parabanic acid rings undergo opening
and linear oligomeric products are formed. They are built from oxyisopropylene units formed in
normal way of propylene carbonate ring opening. The oligomers discussed are characterized with
higher thermal stability than parabanic acid and they can be used to produce thermally stable 1polyure—
thane foams. The chemical structures of the products obtained were characterized using IR, "'H NMR
and MALDI TOF methods. On the basis of these analytical results the mechanisms of the processes
leading to the products’ formation were interpreted in detail.

Key words: parabanic acid, propylene carbonate, hydroxyalkylation, ring-opening polymerization,
chemical structures of products, thermal stability.

OLIGOMERY POWSTAJACE W WYNIKU OTWARCIA PIERSCIENIA KWASU PARABANOWEGO
I WEGLANU PROPYLENU

Streszczenie — Przeprowadzono reakcje kwasu parabanowego (PA) z weglanem propylenu (PC)
w warunkach réznych wyjsciowych stosunkéw molowych PA:PC (mieszczacych sie w przedziale od
1:1 do 1:12) w obecnosci réznych ilosci diazabicyklo[2.2.2]oktanu (DABCO) lub mieszaniny DABCO +
K2COs3 jako katalizatoré6w w temp. 140 °C, 160 °C lub 180 °C (tabela 1). W tych warunkach piersciefi
PA otwiera si¢ z wytworzeniem struktury liniowej zbudowanej z fragmentu mocznikowego i oksal-
amidoestrowego polaczonych wspélnie mostkiem imidowym. Otwiera sie takze pierscien PC, ugru-
powanie weglanowe rozklada sie z wydzieleniem COz2 i do jednostki strukturalnej PA przylaczaja sie
gléownie grupy 2-hydroksypropylenowe. Tworza sie produkty oligomeryczne zawierajace w swoich
czasteczkach rézna liczbe grup 2-hydroksypropylenowych oraz jednostek strukturalnych PA. Budo-
we chemiczna powstajacych produktéw scharakteryzowano szczegétowo metodami "H NMR (rys. 1
i 3), IR (rys. 2) oraz MALDI TOF (tabela 2), uwzgledniajac przy tym wplyw warunkéw syntezy
(molowy stosunek substratéw, temperatura, stezenie DABCO) na jej mechanizm i wyniki, m.in. na
udziat produktéw ubocznych (glikoli propylenowego, dipropylenowego oraz tripropylenowego)
a takze na stopien rozkladu PC do CO2 w toku reakgji. Analiza derywatograficzna uzyskanych oligo-
meréw wykazala ich zwiekszong (w poréwnaniu z PA) odpornoéé termiczng (tabela 3). Mianowicie,
ich maksymalny rozklad nastepuje (w zaleznosci od wyjsciowego stosunku PA:PC) dopiero w temp.
270—295 °C. Zgodnie z wynikami wstepnych badas, uzyskane oligomeryczne produkty hydroksy-
alkilowania PA moga by¢ stosowane do otrzymywania pianek poliuretanowych o zwiekszonej odpor-
noSci termiczne;j.

Stowa kluczowe: kwas parabanowy, weglan propylenu, hydroksyalkilowanie, polimeryzacja
z otwarciem pierScienia, budowa chemiczna produktéw, odpornosé termiczna.

METHODS OF PARABANIC ACID
HYDROXYALKYLATION

N-hydroxyalkylation of heterocyclic compounds
similar to parabanic acid (PA) [1—?5], like barbituric acid,
uracil, dihydrouracil, hydantoine and their derivatives
of the general formula (I), with ethylene oxide (EO) or
propylene oxide (PO) results in formation of alcohols
and diols (II) (eq. 1).

Reactions can be performed in N,N-dimethylfor-
mamide [5], N,N-dimethylacetamide, dioxane, or haloge-

nated hydrocarbons [3], at slight oxirane excess in relation
to number of NH groups in the substrate. Tetraethyl-
ammonium chloride, ternary amines, alkali metal haloge-
nates (LiCl, NaCl) or Lewis acids (AIClz, SbCls, SnCly,
FeCls, ZnCly, BF;) are used as catalysts [3—5]. For synthe-
ses of derivatives (II), where n + m > 2, the diols with
heterocyclic ring (II), where n = m = 1, were used in reac-
tion with oxirane resulting in consecutive addition of oxi-
rane to terminal hydroxyl groups. Thus formed derivatives
(IT) were useful precursors for syntheses of polyesters and
polyurethanes for glues, coatings or laminates [3—5].
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Alkylene carbonate were proved to be also suitable
for hydroxyalkylation of azacyclic compounds with
labile hydrogen atoms (AH) like PA. Formation of pro-
ducts was accompanied by carbon dioxide release or for-
mation of carbonate group in the product [7—11] (eq. 3).

The route of the reaction depends on temperature
and kind of catalyst [7—9]. In the reactions with CO,
evolution, the normal (IV) or abnormal (V) products can
be formed:

HC— CH-R + AH €O A CH- CH,~ OH )
O, C/O R W)

6

Another reaction course concerns the reaction of PA
with excess of ethylene carbonate (EC). The reaction
pathway was described in [12]. Namely, mostly the
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The reaction between PA and oxiranes can go diffe-
rently, dependently on reaction conditions [6]. In the re-
action of PA with 1 or 2 equivalents of oxirane in the
presence of triethylamine (TEA) as catalyst at <0.03
mole/mole PA concentration, the N-(hydroxyalkyl)- and
N,N*-bisthydroxyalkyl)- derivatives are formed. In the
presence of larger amount of catalyst or larger excess of
oxirane, the polymeric products (III) are formed with
linear fragments originated from PA ring opening (eq. 2).

T>120°C A-CH~ CH- OH + €O}
R
Hz‘ci ‘CH— R+ AH — (V)
0.0 i .
N ° ‘
c [80=T<120"C_ A-¢-0-CHy- CH-OH
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opening of the trioxoimidazolidine and EC rings occurs,
resulting in formation of thermally stable linear poly-
meric products built from urea and oxamidester. Minor
amount of PA rings was preserved in the products (max.
20 % mol.). Continuing the research we studied the reac-
tion course of PA with propylene carbonate (PC) and
characterized the products obtained.

EXPERIMENTAL

Reactions of PA with PC

In a 100 cm® three-necked round bottom flask 5.7 g
(0.05 mole) of PA (obtained according to the procedure
described in [13]) and the appropriate amount of PC
(pure, Fluka, Switzerland) were placed to reach the mo-
lar ratio of reagents in the range 1:1—1:12, and
0.38—0.78 g of 1,4-diazabicyclo[2.2.2]octane (DABCO)
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was obtained. The AN shows the value of 6.6 % mole of O O
preserved trioxoimidazolidine rings (the way of calcu- C— ¢
lating the percentage of preserved trioxoimidazolidine 0 HI‘\I\ NH
rings according to AN was described in [6]). This sug- [l ﬁ/
gested that products of hydroxypropylation (VII) could HI‘\I\ N- CH,— CH- OH o
subsequently react with simultaneous cleavage of tri- Y CH, 0
oxoimidazolidine ring: C—(
R
0 2 9 . ) HN, NH
o 0 o o o 0 \ ! IR Il O
e ¢ ) C e —= HN_ N-CH;~CH-0-C-C-NH-C-NH; ———~
\ \ H,C— CH-CH \ \
HN_ NH —2— o i HN, N~ CH~CH-OH Vi it CH;
I it CH3 (1X)
o
(VD (VII) I I
vt 20 2. 9% @
(H) I HN_ _N-CHy— CH- O- C- C-NH- C—NH- C- C- NH- C- NH; etc.
(\:7 ! 9 (H) I CH
3
— HN_  N-CH,— C‘3Hf O-C-C- I‘\If CHy— ‘CHf OH etc. O - (6)
I CH3 C=0  CHy X)
HN tions of C=0 in imides and esters are observed. The III
(VIID) amide bands at 1410 and 1300 cm™ from primary and

The 'H NMR spectrum of the product (Fig. 1) showed
primary and secondary amide groups by vibration at
6.4 ppm from primary amine protons interacting with
accepting groups [14] and 7.2—8.8 ppm from secondary
amide and imide [15]. The latter have the same chemical
shifts as products of reaction between PA and EO or PO
[6], and EC [12]. The intensity of vibration concerning
secondary amide protons and imide protons is higher
than that of primary amide protons. The intensity ratio
indicates that product of hydroxypropylation (VII) can
react with PA with generation of more imide groups in
X) (eq. 6).

The presence of mentioned structural fragments in
the product is corroborated by its IR spectrum (Fig. 2). I
and II amide bands from secondary amide at 1670 and
1516 cm™! as well as 1720 cm™ band from valence vibra-

et AN
o AN

N
9.00 800 7.00 6.00 500 4.00 3.00 200 1.00 0.00
3, ppm
Fig. 1. 'H NMR spectrum of reaction product for PA:PC = 1:1
mole (reaction conditions — see Table 1, sample 1)

—

secondary amide are also present. In the 3000—
3500 cm™ region the valence vibrations from primary
and secondary amide, imide and hydroxyl groups are
visible. The bands at 1240 and 1070 Cm'l, characteristic
for ester CO-O and secondary alcohol C-OH groups are
also found.

Moreover, in the "H NMR spectrum (Fig. 1) there are
signals centered at 0.95 and 1.25 ppm, which were sup-
posed initially to origin from methyl group protons of
the product obtained by normal (XI) or abnormal (XII)
PC ring opening (eq. 7).

However, in the presence of abnormal product (XII)
and its consecutive reaction with PA the resonance at
about 4.2 ppm from -CH,-O-(CO) group protons should
be observed (eq. 8).

This resonance was observed in the spectra of acry-
lates and methacrylates obtained from N,N‘-bis(2-hy-
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Fig. 2. IR spectrum of reaction product for PA:PC = 1:1 (sam-
ple1)
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droxyethyl) parabanate [16], products of reaction of PA
with EO [6] or EC [12] occurring at trioxoimidazolidine
ring opening. In case of the sample 1 (Fig. 1) this reso-
nance was not observed; instead a multiplet at ca
4.6 ppm from methine protons of -CH-O-(CO)- group
(IX) was found. However, the resonance at 4.6 ppm was
found also in the spectra of products of reaction between
PA with PO [6], as well as of acrylates and methacrylates
obtained from N,N‘-bis(2-hydroxypropyl) parabanate
[16].

We conclude that in the reaction between PA and PC
the abnormal product (XII) is not formed. The reso-
nances at 0.95 and 1.25 ppm are related to the engage-
ment of hydroxyl groups of normal product (XI) in the
interaction with PA with formation of ester bond. This
renders protons of methyl groups from oxyisopropylene
groups to appear at the spectrum 'H NMR (Fig. 1) at
lower field (1.25 ppm) in comparison with free 2-hydro-
xylpropyl protons (0.95 ppm) [16, 17].

Reactions between PA and PC at 1:2 molar ratio have
to be performed in the presence of DABCO catalyst. The
use of potassium carbonate or its mixture with DABCO
needs the prolonged reaction time (Table 1, samples 2
and 3). The shortest reaction time was reached by tem-
perature increasing from 140 °C to 180 °C (Table 1, sam-
ples 4—o6).

The increase in amount of catalyst at fixed tempera-
ture (Table 1, samples 5 and 7) resulted in formation of
ester groups in the products, detected by increase in the

resonance centered at 1.25 ppm in comparison with that
at 0.95 ppm in 'H NMR spectra of corresponding pro-
ducts. Thus, we conclude that increase in the amount of
catalyst induces trioxoimidazolidine ring opening reac-
tion.

As the analysis of the "H NMR spectra of products of
reaction between PA and PC indicated that free primary
amide groups from normal or abnormal products of ad-
dition of PC to PA were not present, so only the products
of the formula (XIII) were formed:

It
— CHy— ?H— O-C-C-N-C-NH- CH,— (;H— O0— (x1m)
CH; | CH;

Reactions of PA with PC at higher molar part of PC
(1:3—1:10) lead to the products containing only tertiary
amide groups. In the 'H NMR spectrum of the product
obtained from PA:PC 1:3 reagents system (Fig. 3a) the
diminishing resonance from secondary amide group
protons (7.2—8.8 ppm) is observed in comparison with
the product obtained from the 1:2 system and eventually
the disappearance of this resonance was observed at 1:4
reaction system (Fig. 3b). Structure of the products can
be then shown as (XIV) (eq. 9).

c)

I U it e i
A U N AN

9.00 800 7.00 6.00 500 4.00 3.00 2.00 1.00 0.00
d, ppm

Fig. 3. 'H NMR spectra of products of reaction PA:PC: a) 1:3,

b) 1:4, ¢) 1:8; for reaction conditions see: a) — sample 9, b) —

sample 11, c) — sample 13 in Table 1
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Q molar PC excess could contain maximum two structural
&7& O O units deriving from PA ring opening. Mostly the pro-
HI‘\I\ NH o+ nHyl— CH-CH; ™ CO, ©) duc'ts with one such fragment are formed, whic'h have
ﬁ/ variable number of attached oxyisopropylene units.
The MALDI ToF analysis indicated that products of
reaction between PA and 8- or 12-fold excess of PC con-
—>H-{O- CHzf CH - CH,—~CH-O+H  tained 1—4 units formed in ring opening of PA (XV),
To CH- CH} CHy |,
) H-} O- CHy— CH 7 99N7H H T
where: x+y+z=nn=3—10,0<z<n-(x+Yy) i Il ﬂ»OCC ¢ 27(\: -0 H
CH3 ‘ CH3
X - W
Also the intensity ratio of the resonances from methyl C=0
group protons [in free 2-hydroxypropyl groups and oxy- r
isopropylene groups (at 0.95 ppm)] and methyl group CH,— CH- (%H
protons in ester groups (at 1.25 ppm) changes consider- N L y
ably. In '"H NMR spectrum of the product obtained from L
1:3 system the intensity of the resonance at 1.25 ppm CHy— CH- O%H
drops down, what evidences that less 2-hydroxypropyl L CHs |,
groups are engaged in the formation of ester groups in (XV) o

comparison with total amount of oxyisopropyl units
present in the product (Fig. 3a—c).

Simultaneously in the IR spectra of products ob-
tained in excess PC the substantial increase in -C-O-C-
valence bands is observed. The determination of AN
provided information on preservation of PA rings in the
products irrespective of the temperature or kind and
amount of catalyst added (Table 1, samples 2—7).

Mass balance indicates the loss of PC in the course of
reaction due to its decomposition and eventually the
lower ratio between oxyisopropylene groups and PA in
products is found than that expected on the basis of ini-
tial ratio of reactants (Table 1, samples 4—15). The pro-
cesses conducted at higher temperature induce larger
loss of PC (Table 1, samples 4—13); this can be partially
reduced by addition of larger amount of catalyst to the
reaction mixture (Table 1, samples 5 and 7).

It has been found that the change of reaction condi-
tions did not influence substantially the amount of side-
products (PG, DGP, TRIPG — Table 1, samples 4—15).
The side-products are formed because hydroxypropyla-
tion reaction is accompanied by the reaction of PC with
trace water leading to PG and consecutive products of
reaction of PG with PC. It has been found that products
obtained at 1:2 molar ratio of substrates contained 5.5—
8 wt. % of propylene glycol and polyglycols (Table 1,
samples 2, 4—7) and percentage of the side-products ex-
ceeded 20 weight % with increasing number of excessive
moles of PC (Table 1, samples 8—15).

The AN values of products of hydroxyalkylation of
PA with excess of PC indicate that the percentage of tri-
oxoimidazolidine rings increases slightly with number
of excess moles of PC (Table 1). The maximum percent-
age of PA rings in products (obtained from PA:PC 1:10
system) does not exceed 9 mole % (Table 1, sample 14).

Based on the gel chromatographic analysis we found
that the products obtained from the systems with 8—12

where:n=1,2 or4

but the oligomers with 2 and especially with 1 units
were the major products (Table 2).

T able 2. Results of MALDI ToF analysis of the products ob-
tained for PA:PC = 1:8 at temp. 180 °C (Table 1, sample 13)

S1g.rfa1 . S1gr.1a1 Probable structure of molecular ion”
position intensity, %
190.3 27.5 DPG + CH30H + Na*
203.3 25.0 PA + PO + CH;0H + H'
216.3 22.5 PA + PO+ CO2+ H"
229.3 30.6 PA + PO + CH3;0H + Na*
230.3 62.5 PA +2PO + H*
261.4 31.9 PA + 2PO + CH30H + H*
275.4 68.1 PA +2PO + CO, + H*
287.4 31.9 PA + 3PO + H*
296.4 45.0 PA +2PO + CO2 + Na*
311.4 36.2 PA + 3PO + Na*
333.4 16.8 PA + 3PO + CO2 + H*
337.4 24.4 2PA + PO + CH30H + Na*
351.4 100 PA + 3PO + CO2 + Na*
369.5 62.2 PA + 4PO + Na*
379.5 11.2 PA + 4PO + CH;0H + H*
387.5 15.6 PA + 3PO + CO, + CH30H +Na*
4275 89.4 PA + 5PO + Na*
467.5 12.5 2PA + 3PO + CO + Na*
485.6 59.4 PA + 6PO + Na*
504.7 18.1 PA + 5PO + CO2 + CH30H + Na*
543.7 10 PA + 7PO + Na*
573.7 6.9 2PA + 5PO + CH30H + Na*
671.8 5.6 PA + 9PO + CH;0H + H*
704.8 5.6 PA + 9PO + CO2 + Na*
754.9 5.0 4PA + 4PO + CO2 + Na*
? PO — the unit formed at cleavage of PC ring and COz evolution,

PA — stands for preserved unit of PA or the linear product of its ring
opening, CO, — carbonate unit.
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Despite on high temperature of syntheses (180 °C) the
products still contain preserved carbonate groups
(O-CO-), usually one per molecule of a product. Based
upon this spectral results one can see, that for applica-
tion of 8- and 12-molar excess of PC the similar products
are obtained. The number average molecular weights
equal 394 and 453, indicate that average 4 or 6 oxyalky-
lene fragments are formed in PC ring decomposition per
one unit of linear fragment formed by ring opening of
PA.

Products thermal stability

Thermal analyses of products have shown that the
products of hydroxyalkylation of PA with PC were re-
markably thermally stable (Table 3). As it was men-
tioned, the products from PA:PC = 1:2 reaction system
contained barely 2.5 % trioxoimidazolidine rings (Table
1, samples 4—7) and their temperature of maximum de-
composition was 270—280 °C (Table 3). The highest tem-
perature of PA decomposition is 230 °C (Table 3, sample
16). Thus, the thermal stability of polymeric products
does not depend on the presence of trioxoimidazolidine
rings but originates from the presence of oxamidester
and urea groups linked together viz imide bond in (XIV).

T able 3. Thermal stability of the products based on thermal
analyses results”

Sampl
(ac&clg;giig Ts5% T10% T20% Ts50 9% Tinax
0, 0, 0, 0, 0,

Table 1) c c ¢ c c
4. 180 210 235 270 270

5. 190 210 240 270 280

6. 170 205 230 270 270

7. 180 210 230 270 280

15. 120 150 195 250 295
16.” 200 205 210 220 230

» T5 %, T10 %, T20 %, Ts0 % — temperatures of 5 %, 10 %, 20 % or 50 %
weight loss, respectively, Timax — temperature of maximum decompo-
sition.

*) Results of thermal analysis of PA.

So, the products obtained in the reactions of PA with
PC can be used for preparation of plastics of high ther-
mal stability. Preliminary studies indicated that polyure-
thane foams based on them had indeed such properties.
This will be reported separately.

CONCLUSIONS

— Reactions of parabanic acid with propylene car-
bonate occur with trioxoimidazolidine ring opening in-
dependently on molar ratio of reagents and reaction con-
ditions.

— At low PA and PC ratio (1:1 and 1:2) the products
contain primary, secondary and tertiary amide groups
and oxamidester groups, while at 1: >3 molar ratio only
tertiary amide and substituted imide groups are present.

— In the reaction of PA with 8-fold or higher excess of
PC, the products formed contain one or two preserved
PA units or one or two fragments of PA ring opening.

— Reaction between PA and PC is accompanied by
carbon dioxide release with partial preservation of car-
bonate groups in the product.

— At higher excess of PC the percentage of side-
-products (propylene, dipropylene and tripropylene gly-
cols) increases, but higher temperature causes lowering
of their percentages.

— Products of hydroxyalkylation of PA with PC are
remarkably thermally stable.
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