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(1) Time dependent *H-NMR spectra (in CDCls) of the reaction of tetraarylbutatriene
1b with TCNE.
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(2) *H-NMR and **C-NMR spectra (in CDCls) of products.
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(3) 'H-NMR spectra (in CDCl3) of 2b’ and 2c’.
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From *H-NMR spectra of crude product 2b (see the upper figure),
three singlets (2.42, 3.88 and 3.89 ppm) derived from the methyl
signals of the methylphenyl and methoxyphenyl groups are confirmed.
In addition, two singlets (2.43, 3.86 ppm) are also appeared close to
signals of 2b and the integrations of these two signals are equivalent

each other. As compared with the methyl signals of the methoxyphenyl

group of 2a and analogous compound I (see figure on the right), these
signals are presumed to be due to 2b’, which is a regioisomer of 2b.
From integration of *H-NMR spectra, the isomer 2b’ was obtained in

1/6 of the yield of 2b.

Reference
1 L.-F Yao, M. Shi. Chem. Eur. J. 2009, 15, 3875—3881.

3.67 ppm (s, 3H) OMe

3.86 ppm (s, 3H)

Analogous compound 1?*

S-15



17 18 19

16

1314 15

08 09 10 L1 12

06 0.7

03 04 05

abundance
01 02

0

M‘mu

17.069686.7666.564636261605958575.6555453

X : parts per Million : 1H

'H-NMR spectra of crude product of the reaction of 1c and TCNE (see the upper figure) showed that not only the
methyl signals of the methoxyphenyl group of 2¢ (3.90 ppm) but also two singlets (3.86 and 3.87 ppm) were existed.
One singlet 3.87 ppm is confirmed to be derived from material compound 1c (see S-5). Along with the case of 2b’,
the other singlet 3.86 ppm is assumed to be due to 2¢’ which is a regioisomer of 2c. From integration of *H-NMR
spectra, the isomer 2¢’ was obtained in 1/20 of the yield of 2c. In addition, the methyl signals of the methoxyphenyl
group of 3c could be confirmed (See S-9).
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(4) ESI-TOF-MS spectra of products.
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uetal30111_1_1- 471 (3.746) Cm (440:520-(385:410+540:570)) 1: TOF MS ES-
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ueta131121_6¢_2 87 (0.688) Cm (82:92-(60:75+105:110))
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ueta130830_1_3 650 (5.177) Cm (645:655-(636:641+665:670))
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(5) UPLC-MS analyses of 6b and 6¢

Column : 1.7 um ACQUITY UPLC BEH Cjg, 50X 2.1 mm

Injection volume: 3 ppm X7 pl

Column temperature: 40°C

Gradient separations

R
0.1% Formic acid 0.1% Formic acid 1 sz
. B Ar =p-MeOCH Ar =p-MeCH R=Me
Time Flow [ml/min] H,0 [%] CH3CN [%)] 64 6 4
0 min 0.1 40 60
10 min 0.1 0 100 Calc. Mass 573.2291
10.1 min 0.1 40 60 Formula  CgeHzoN.O2"
11 min 0.1 40 60
ueta%a@1127_6h 5 1. TOF M5 ES+
1.96 573229 0.050a
1004 6.25e3
uetal31127_6b_5 247 (1.956) Cm (236 260) ueta131127_60_5 267 (2.115) Cm (266:274)
100+ T s 8.2084 1004 573.2260 3.70e3
574.2231
é?tl 220 8722178
o =
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5522122 571-20% \_?75 28 e 562 1A S”Wﬁ g 557;551
et btk pomibb iz - ' Ansasassesren
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a&_
o T 'IL'I' —1 7 T 17 T L N = Time
2.00 4.00 G.00 5.00 10.00
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Column : 1.7 um ACQUITY UPLC BEH Cyg, 50X 2.1 mm

Injection volume: 3 ppm X7 pl

Column temperature: 40°C

Gradient separations
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11 min 0.1 40 60
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(6) Crystal structures of products.

1b (CCDC 937964)
Selected bond length [A]: C1-C2 1.346(3),
€2-C3 1.248(3), C3-C4 1.334(3)

9b (CCDC 958310) 9c (CCDC 937949)
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