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Spectral data for compounds 3c,» 3f-1, 3q-r follow.

1.--Methyl-4-(2-methyl'-1;methyleneallyl)benzene (3¢). The reaction mixture
Was éhromatographéd using hexane as eluent to yield a light yellow ﬁquid. 'H NMR
(400 MHz, CDCl3) § 7.21 (d, J = 8.2 Hz, 2 H), 7.15 (d, /= 8.2 Hz, 2 H), 5.30 (s, 1 H),
5.14 (s, 1H), 5.12 (s, 1 H), 4.92 (s, 1 H), 2.38 s, 3 H), 2.02 (s, 3 H); “3C NMR (100
MHz, CDCl3) § 150.92 (s), 143.78 (s), 138.59 (s), 136.79 (s), 128.57 (d), 128.45 (d),A
'116.74 (1), 113.48 (1), 21.22 (), 21.13 (q); IR (neat) 2991, 1510, 897 cm™; HRMS
caled for Cy2Hi4 158.1096, found 158.1091. |

1-(2-methyl—l-métliyleneallyl)-4-nitrobenzene (3f). The reaction mixture was
chromatographed using a mixture of ethyl acetate/hexane (1: 160) as eluent to yield a
yellow liquid. "H NMR (400 MHz, VCDC13) 68.15(d,/J=88Hz,2H),741(d,J=
8.8 Hz, 2 H), 5.41 (s, 1 H), 5.18 (s, 1 H), 5.13 (s, 1 H), 4.75 (s, 1 H), 1.98 (s, -3 H); °C
NMR (100 MHz, CDCl3) § 149.19 (s), 148.37 (s), 147.02 (s), 142.68 (s), 129.42 (d),
123.20 (d), 117.65 (t), 115.99 (t), 20.94 (q).; IR (neat) 2956, 1519, 1348, 862 cm™;
HRMS calcd for CnH“NOz 189.0790, found 189.0793.

1-(2-Methyl-1'-methyleneallyl)-2-nitrobenzene (3g). The reaction mixture was
chromatographed using a mixture of ethyl acetate/hexane (1:100) as eluent to yield a
deep green liquid. 1H NMR (400 MHz, CDCl;) 8 7.92-7.88 (m, 1 H), 7.59-7.52 (m,ll

| ZH), 7.46-7.40 (m, 1 H), 7.35-7.30 (m, 1 H), 5.43 (s, 1 H), 513 (s, 1 H), 4.96 (s, 1 H),

4.4 (s, 1 H), 2.03 (5, 3 H); °C NMR (100 MHz, CDCIy) § 147.20 (s), 142.64 (s),
.136.93'(5), 134.53 (s), 132.68 (d), 132.08 (d), 128.27 (d), 124.02 (d), 115.64 (1),
114.87 (1), 20.56 (q); IR (neat) 2938, 1528, 1351, 900 cm™; HRMS caled for
C11H1'1N02 189.0790, found 189.0799.

4- (2-Methyl-1 methyleneallyl)benzomtrlle (3h). The reaction mixture was

chromatographed usmg a mixture of ethyl acetate/hexane (1: 50) as eluent to yield a

24




© 2000 i&merican Chemical Society; J. Org. Chem., Chang jo991651k Suppqrting Info Page 25 |

pale yellow liquid. '"H NMR (400 MHz, CDCl3) 67.58(d,J= 8.4 Hz,2H),735(@,J
' '—84Hz 2H) 537(s 1 H), 514(s 1 H), 511 (s, 1 H), 4.74 (s, 1H) 1.97 (s, 3 H),
13C NMR (100 MHz, CDCl;) & 149.55 (s), 146.31 (), 142.71 (s), 131.73 (d), 129.27
(d), 118.80 (s), 117.48 (1), 115.61 (t), 110.95 (s), 20.93 (@); IR (neat) 3094, 2976, 2228,
_ 903'cm'_1; HRMS calcd for Cy;H; ;N 169.0892, found 169.0886. |
2-(2-M§thyl-1-méthyleneallyl)benzonitrile (3i). The reaction mixture wés
Cﬁomatographed using a mixture of ethyl acetate/hexane (1:50) as eluent to yield a
péle yellow liquid. '"H NMR t400 MHz, CDCL) 8 7.65-7.61 (m, 1 H), 7.55-7.49 (m, 1,
H), 7.39-7.33 (m, 1 H), 7.31-7.27 (m, 1 H); 5.54 (s, 1 H), 5.16 (s, 1 H), 5.10 (s, 1 H),
4.50 (s, 1 H), 2:04 (s, 3 H); °C NMR (100 MHz, CDCl3) § 147.25 (s), 145.82 (s),
142.42 (s), 132.55 (d), 132.00;(d), 130.09 (d), 127.42 (d), 117.87 (s), 117.63 (1),
116.98 (1), 112.53 (s),»20.26 (@); IR (neat) 2981, 2227, 1626, 765 cm™'; HRMS calcd
* for Cy;HyiN 169.0892, found 169.0888. |
| ‘ 1-Methoxy—4-(2-méthyl—l-methyleneallyl)benzene (3j). The reaction mixture
was chromatographed using hexane as eluent to yield a light liquid. "H NMR (400
lMHZ, CDC13) 67.24(d,/J=84Hz 2H),6.87(d, J=8.4Hz, 2 H), 5.26 (s, 1 H), 5.11
(s, 2 H), 491 (s, 1 H), 3.82 (s, 3 H), 2.00 (s, 3 H); °C NMR (100 MHz, CDCl) &
158.86 (s), 150.56 (s'),, 143.96 (s), 133.89 (s), 129.59 (d), 116.61 (t), 113.28 (d),
113.06 (1), 56.17 (q), 21.26 (q); IR (neat) 2945, 1512, 1248 cm’; HRMS caled for
C12H140 174.1045, found 174.1039. |
Ethyl 2-(2-methyl-1—methyleneallyi)benzoate (3Kk). The reaction mixture was
chromatographed using a mixture of ethyl acetate/hexane (1:200) as eluent to yield a
colorless liquid. 'H NMR (4QO MHz, CDCl;) 8 7.75 (dd, J = 7.4 Hz, 1.4 Hz, 1 H),
7.36 (dt,J=7.4Hz, 1.4 Hz, 1 H), 7.26 (dt, J=7.4 Hz, 1.4 Hz, 1 H), 7.14 (dd, J=174

Hz, 1.4 Hz, 1 H), 5.34 (s, 1 H), 5.02 (s, 1 H), 4.96 (s, 1 H), 4.46 (s, 1 H), 4.21 (q, J =

25
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7.4 Hz, 2 H) 2.04 s, 3H), 1.27 (t, J = 7.4 Hz, 3 H); °C NMR (100 MHz, CDCl;) &
167.60 (s), 150.34 (s), 14371 (s), 142.63 (s),_131.25 (d), 130.96 (s), 130.87 (d),
_129.56 (d), 127.08 (d), 115.90 (t), 113.44 (1), 60.76 (1), 20.53 (q), 13.99 (9); IR (neat)
2967, 1720, 1289 cm™; HRMS caled for C14H160; 216.1146, found 216.1146.
9-(2-Methyl-1-methyieneallyl)anthracene (31). The reaction mixture was
phromatographed using hexane as eluent td yield a orange liquid. "H NMR (400 MHé, _
CDC13) 6 8.44 (s, 1 H), 8.03 (m, 4 H), 7.46 (m, 4 H), 6.02 (s, 1 H), 5.32 (s, 1 H), 5.02
(s, -1 ‘H), 432 (s 1 H), 2.30 (s, 3 H); °C NMR (100 MHz, CDCL) & 146.77 (s),
143.00 (s), 136.73 (s), 131.32 (s), 129.81 (s), 128.28 (d), 126.74 (d), 126.12 (d),
125.21 (d), 125.04 (d), 118.18 ‘(£), 118.01 (t), 20.16 (q); IR (neat) 3052, 2924, 1442,
734 cm’'; HRMS caled for CjoHyq 244.1253, found 244.1248.
| _ 3-(1-Isopropenyl-2—rf1efhyl-1-propenyl)-S,S-dimethyl-Z-cyclohexen-l-one
(3q). The reacti(_)n. nﬁixture was . chromatographed using a mixture of etﬁyl
acetate/hexane (1:50) as eluent to yield a light yellow liquid. '"H NMR (460 MHz,
CDCl3) 6 5.81 (d, J=1.2 Hé,» 1 H),'5.05 d,J= 2.4 Hz,1H),4.72(d, /=24 Hz,‘ 1 H),
2.21(s,2H),2.15(d,J=1.2Hz, 2 H), 1.72 (s, 3 H), 1.70 (s, 3 H), 1.67 (s, 3 H), 1.01
(s, 6 H); °C NMR (100 MHz, CDCl3) 8 200.20 (s), 161.08 (s), 143.18 (s), 138.50 (s),
129.59 (s), 127.26 (d), 116.12 (1), 51.07 (1), 43.09 (1), 33.53 (s), 28.21 (q), 22.80 (9),
21.64 (q), 21.47 (q); IR'(néat) 2941, 1670, 1369, 903 cm™'; HRMS calcdvfor CisHy,0
218.1671, found 218.1668.
_ 1-(2-Isopropenyl-3-methyl—1-methylene-2-butenyl)benzene (3r). The reaction
mixture was chromatographed using hexane as eluent to yield a lime-green liquid. 'H
‘NMR (400 MHz, CDCls) § 7.49-7.45 (m, 2 H), 7.38-7.26 (m, 3 H), 5.66 (d, J=2 Hz,
1 H), 5.14 (d, J =2 Hz, 1 H), 5.03 (m, 1 H), 4.81 (m, 1 H), 1.94 (s, 3 H), 1.78 (s, 3H)

1.74 (s, 3 H); ”C NMR (100 MHz, CDCL) § 148.19 (s), 144.80 (s), 140.25 (s),

26 -
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138.21 (), 129.92 (s), 128.15 (d), 127.28 (d), 126.57 (d), 114.99 (¢), 114.73 (1), 22.61

(), 22.03 (q), 21.64 (q); IR (neat) 3080, 2920, 1444, 899, 780 cm™; HRMS calcd for

CisHys 198.1409, found 198.1396.
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