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®1 2-TUHE-, -THARTEDOYBERE AR RE
1,3-Z8%2 h: B ﬁ'icfff;@ﬁ
'H-NMR(CDCI,) (ppm)
e S (v %) | H®)
1.20, 1.30(d, 3H, CH,); 1.45—1.85(m
; 56 2H, CH,); 3.45(d, 20, ] =5.5Hz, | 47-85 7.36
(8mm) CICH,);3.7—4.30(m,3H, OCH,OCH);| 47-72 .52
4.75 (¢, 1H, OCHO),
11-20, 1.30(d, 3H, CH,);. 1.45—1.85(my| (5 |5 683
1 30 2H,CH,)} 3.47(s, 2H,CH,—=C); 3.70— = o3
4.30(2H, OCH,; 1H, OCH). 62.86 8.
1.20, 1.30(2s, 6H, 2CH,); 1.50—1.90 51.06 7.96
- o1 (m, 2H, CHL); 3.50(d,2H,] =55 Hyyl 2w T
(mm) | CICHN; 3.70=4.10(m, 2H, 20CH), . .
4.70—5.10(m, 1H, OCHO)
1.20, 1.35(2s, 6H, 2CH,;);1.45—1.80(m
v 28 48(5mm) | 2H, CH,); 3.43(s, 2H, CH,=C); = | $3:3 243
3.70—4.25(m, 2H, 20CH), 65.34 -5
0.70, 1.20(2¢, 6H, 2CH,); 3.45 (d, 2H
v 93 oo J=4.5Hz, CICH,); 3.60—3.90(m,4H, i‘-_gf) .7_[’;2
OCH,); 4.65(¢, 1H, OCHO). 50. 8.
1.05(s5 6H, 2CH,); 3.46(s,2H, CH,=C);|  65.59 9.43
VI 24 6Ctmm) 1733950, 4H, 20CH). |  é5.40 5.54
_ 0.75—1.05(m, 6H,2CH,); 1.50—1.85(m
Vi o 98—102 4H, 2CH,); 3.45(d,J = 4.5Hz,CICH,);|  28-00 8.89
3.50—3.95(m, 4H, OCH,); 4.65(z,1H,|  35-88 8.97
(5mm) > 4H,
OCHO).
0.70—0.95(m, 6H, 2CH,);1.15—1.38Cm,l o 1o 1031
Vi 24 76(3mm) | 4H, 2CH,); 3.65(s, 2H, CH,=C);3.75| o3-1? :
(s, 4H, 20CH,). 69.03 10.45
B2 2-URE-, - REHABANABERS
wi | s | BE | TH| o | s RAWE W I
, , BERKIE
“(0) (%) (dl/g) | (mol%)
[R(cm~-') 1725 (s); 'H-NMR(ppm) 4.25
DTBP
B | yemeigy| 120 2 0.12 89 (ms CO,CH,), 4.6—5.2(b, CO,CH).
° BCONMR(ppm) 169.94, 172.33(CO,).
DTBP IR(em™") 1725(s);'H-NMR(ppm)4.7—5.2
V| 2molge)| 110 38 0.11 i (CO,CH); PC-RMR(ppm)172.25(CO,).
DTBP IR (cm~*') 1725(s); 'HNMR(ppm) 4.25(b,
VI 4 2(molgp)| 110 3 0.08 80 CO,CH,); *C-NMR(ppm)172.10(CO,).
: DTBP IR(cm™") 1725(s); *H-NMR(ppm) 4.30(b
VIL | omolgp)| 110 32 0.08 8 CO,CH,);*C-NMR(ppm)172.73(CO,).
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X 5,5-ZC%-2-WHE-1, 3-“HS (VI Fl &R RA RBERNR 1—4 FR,

X3 +-FX-2-WHE-1,3-ZHEHK () EARBETOEHERS

REVERA T
31 & N B E 1 a3
—CH,~C —
—CH,CO, | —CH,CO, "\
(mol%) © N % CH,CH,CH | CH(CH,) o o
(CH,)— | CH,CH,— [
AVAN
Q{‘;’; 50 40 35 45 17 38
?1?2’ 80 40 4“ 52 19 29
?:r;;’: 120 ' 24 46 65 24 1
M4 4, 6-"HE-2-THRE-1-"FERIVEXBRINEHERS
(“‘;ﬁ”‘f/ %M | BE | WA | % | FE RAMGEHA
sy (@) | o | ™ | @ | oo —CH,CO,CH(CH, JOH,CH(CH, )~
3.8 | DTBP| 120 48 26 100 IR(ecm™) 2940, 2900, 1725(s), 1175, 1100, 'H-NMR
5% (& ppm) 0.75—1.9(9H, CH,(CH,)CH(CH,)) 2.0—
2.7(2H, CH,CO,); 4.6—5.2(1H, CO,CH), “C-
NMR, 19.43, 19.87, 27.37. 35.05, 41.43, 70.22
(CO,CH), 173.35(CO,)
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BARSER[/IMRIEOTRBRETORE Y. BWMRE 2mol% DTBP 5|ZH|
FETR 130Cc XA, WUREMEE 85% R-0-RNEE TR 15% FRBEMETY. L
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RIWGRHABHBK I IARKERGEENX R, BBEFFTREATRE
. RAPVERFVIREK IV ERBBRPLUR DTBP 5%, 1200c TRE,BH%L
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SYNTHESIS AND FREE RADICAL POLYMERIZATION
OF 2-METHYLENE-1,3-DIOXANE DERIVATIVES
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and BAILEY, W. J.
(Departmcﬁt of Chemistry, University of Maryland, U.S.A.)

ABSTRACT

Synthesis and free radical polymerization of four alkyl substituted six-membered cyclic ke-
tene acetals; 4-methyl-2-methylenc-1, 3-dioxane (II), 4,6-dimethyl-2-methylene-1,3-dioxane (IV), 5,
5-dimeihyl-2-methylenc—l,3-dioxane (V1), and 5,5-diethyl-2-methylene-1, 3-dioxane (VIII) have
been studied. Results indicated that introduction of methyl or ethyl substituents into B-position
of oxygen atom in ring slightly effected ring-opening polymerization, but substituents at a-posi-
tion of oxygen atom showed significant effect on the competition of polymerizations, that the
ring-opening favored to form a more stable radical species. A compleie ring-opening polyme-
rization of (IV) was occured in a dilute benzene solution and in the presence of DTBP at
120°C to give a polymer with polyester structure.

Key words Free Radical Ring-opening Polymerization, Synthesis of 2-Methyllene-1,3-
Dioxane Derivatives





