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General Experimental Information

All anhydrous reactions were run under a positive pressure of argon. DCM (DCM) was dried by passage
through an alumina column.! 1,2-Dichloroethane (DCE) was freshly distilled from calcium hydride before use.
Silica gel column chromatography was performed using 60 A silica gel (230—400 mesh). Melting points are
uncorrected. The benzylic alcohols used in the study were prepared as reported in the literature.?

General procedure for allylic oxidation: To a solution of 0.33 mmol of alkene (1 equiv) in acetonitrile (0.33
M), 4 A molecular sieves was added. The flask was put under an atmosphere of argon. Then 0.40 mmol of N-
oxoammonium salt (1.2 equiv) was added in one portion. The flask was purged with argon. The reaction
mixture was left to stir at room temperature for 6 hours. The reaction was quenched with saturated aqueous
bicarbonate solution, extracted with ethyl acetate (3x), and washed with brine (3x). The organic layers were
combined, dried over sodium sulfate, and concentrated. The residue was purified by silica chromatography to

give the product.
H

N-{2,2,6,6-Tetramethyl-1-[(1-methylidene-3,4-dihydro-2H-naphthalen-2-yl)oxy|piperidin-4-yl}
acetamide (3). Followed general procedure. Purified by silica chromatography using a solvent gradient of 50-
70%. EA/hexanes to give product as an off-white solid. When scaled up to 6 mmol obtained 1.32 g of product.
Yield: 60%. IR (film): 3246, 3073, 2969, 1633, 1363, 777 cm’'; TLC Ry = 0.30 (70% EA/30% hexanes); mp
= 143-145 °C; 'H NMR (400 MHz, CDCl3) & 7.48-7.46 (m, 1H), 7.11-7.01 (m, 3H), 5.44 (s, 1H), 5.25 (bs,
2H), 4.43 (t, J = 4.63 Hz, 1H), 4.06- 4.02 (m, 1H), 3.08-3.00 (m, 1H), 2.69 (dt, J = 16.7, 5.4, 1H), 2.07-2.03
(m, 2H), 1.86 (s, 3H), 1.75-1.72 (m, 1H), 1.63 (dt, J=12.3, 3.6 Hz, 1H), 1.30-1.24 (m, 1H), 1.19-1.17 (m, 7H),
0.97 (s, 3H), 0.87 (s, 3H); *C{'H} NMR (100 MHz, CDCl3) § 169.3, 144.5, 136.4, 134.3, 128.7, 127.5, 126.0,
125.0, 110.6, 82.0, 60.3, 59.8, 46.3, 46.1, 41.7, 34.4, 34.2, 29.4, 26.2, 23.6, 21.2, 21.0; Anal Calcd for
C2H3N20s: C, 74.12; H, 9.05; N, 7.86; Found: C, 73.56; H, 9.01; N, 7.75.

gy

BOW
N-(1-{[(12)-1-Ethylidene-3,4-dihydro-2H-naphthalen-2-yloxy}-2,2,6,6-tetramethylpiperidin-4-yl)
acetamide (8). Followed general procedure. Purified by silica chromatography using a solvent gradient of 50-
70%. EA/hexanes to give 0.070 g product as a white solid. Yield: 57%. IR (film) 3254, 3091, 2921, 1637,
1374, 952,769 cm™; TLC Ry= 0.31 (70% EA/30% hexanes); mp = 141-143 °C; '"H NMR (400 MHz, CDCl3)
8 7.36-7.34 (m, 1H), 7.06-7.00 (m, 3H), 5.96 (q, /= 6.7 Hz, 1H), 5.09 (d, J= 6.7 Hz, 1H), 4.91 (bs, 1H), 4.03-
3.95 (m, 1H), 3.12-3.04 (m, 1H), 2.63 (dd, /= 16.5, 5.4 Hz, 1H), 2.28-2.25 (m, 1H), 1.87-1.86 (m, 3H), 1.85
(s, 3H), 1.75-1.59 (m, 5H), 1.26 (s, 3H), 1.15 (s, 3H), 0.80 (s, 3H), 0.78 (s, 3H); *C{'H} NMR (100 MHz,
CDCl3) 6 169.2, 137.6, 136.1, 135.5, 128.5, 126.4, 125.9, 124.6, 121.7, 74.8, 60.6, 59.1, 46.4, 46.1, 41.2, 33.8,
33.6, 28.8, 24.8, 23.6, 20.9, 20.7, 14.5; Anal Calcd for C23H3aN202: C, 74.55; H, 9.25; N, 7.56; Found: C,
74.34; H, 9.30; N, 7.25. Alkene geometry was determined to be Z via NOESY NMR.

10 uj\
N-(1-{{(1Z)-1-Butylidene-3,4-dihydro-2H-naphthalen-2-yl]oxy}-2,2,6,6-tetramethylpiperidin-4-yl)
acetamide (10). Followed general procedure. Purified by silica chromatography using a solvent gradient of
50-70%. EA/hexanes to give 0.075 g product as an oil. Yield: 56%. IR (film) 3272, 2925, 2868, 1640, 1550,
1373, 1362, 777 cm’!; TLC Ry= 0.32 (70% EA/30% hexanes); '"H NMR (400 MHz, CDCls) & 7.54-7.42 (m,
1H), 7.13-7.07 (m, 3H), 5.93 (t, J = 7.4 Hz, 1H), 5.33 (d, J/ = 7.2 Hz, 1H), 4.94 (s, 1H), 4.14-4.01 (m, 1H),

S2



3.19-3.11 (m, 1H), 2.69 (dd, J = 5.6, 16.4 Hz, 1H), 2.46-2.39 (m, 1H), 2.27-2.25 (m, 2H), 1.91 (s, 3H), 1.81-
1.72 (m, 3H), 1.67-1.64 (m, 1H), 1.58-1.42 (m, 3H), 1.31 (s, 3H), 1.22 (s, 3H), 0.96 (t, J = 7.2 Hz, 3H), 0.87
(s, 3H), 0.83 (s, 3H); BC{'H} NMR (100 MHz, CDCI3) & 169.2, 136.8, 136.2, 135.7, 128.5, 127.8, 126.4,
125.9, 124.8, 75.1, 60.6, 59.1, 46.4, 46.1, 41.2, 33.9, 33.7, 30.8, 28.9, 24.8, 23.6, 23.0, 20.9, 20.7, 14.1; Anal
Calcd for CosH3sN2O2: C, 75.33; H, 9.61; N, 7.03; Found: C, 75.31; H, 9.50; N, 6.87.

N-{2,2,6,6-Tetramethyl-1-[(1-methylidene-2,3-dihydroinden-2-yl)oxy]piperidin-4-yl}acetamide (14).
Followed general procedure. Purified by silica chromatography using a solvent gradient of 50-70%.
EA/hexanes to give 0.061 g product as a solid. Yield: 53%. IR (film) 3267, 2924, 1637, 1362, 732 cm™'; TLC
Ry=0.23 (70% EA/30% hexanes); mp = 150-153 °C; '"H NMR (400 MHz, CDCl;3) § 7.45-7.43 (m, 1H), 7.21
(s, 3H), 5.55(d, J =1.7 Hz, 1H), 5.42 (s, 1H), 5.22 (d,J = 6.9 Hz, 1H), 5.11 (t,J = 6.9 Hz, 1H), 4.21-4.12 (m,
1H), 3.22 (dd, J = 7.5, 15.5 Hz, 1H), 3.06 (dd, J = 6.8, 15.5 Hz, 1H), 1.95 (s, 3H), 1.83-1.81 (m, 2H), 1.38-
1.34 (m, 5H), 1.27-1.23 (m, 9H);'3C{'H} NMR (100 MHz, CDCl3) 8 169.2, 149.7, 142.1, 139.1, 128.7, 126.9,
125.2, 120.8, 105.9, 87.1, 61.0, 59.5, 46.4, 46.3, 41.1, 38.7, 34.5, 33.0, 23.6, 21.2, 21.0; Anal Calcd for
C21H30N20;: C, 73.65; H, 8.83; N, 8.18; Found: C, 73.62; H, 8.55; N, 7.80.

Toson

N-[2,2,6,6-Tetramethyl-1-({5-methylidene-6,7,8,9-tetrahydrobenzo[7]annulen-6-yl} oxy)piperidin-4-yl]
acetamide (16). Followed general procedure. Purified by silica chromatography using a solvent gradient of
50-70%. EA/hexanes to give 0.058 g product as an oil. Yield: 47%. IR (film) 3267, 3081, 2971, 1636, 1550,
1362, 778 cm!; TLC Ry = 0.23 (70% EA/30% hexanes); 'H NMR (400 MHz, CDCI3) § 7.20-7.13 (m, 3H),
7.07-7.06 (m, 1H), 5.31 (s,1H), 5.18 (d, J= 3.8 Hz, 1H), 5.07 (s, 1H), 4.31 (bs, 1H), 4.14-4.07 (m, 2H), 2.79-
2.69 (m, 2H), 2.21 (bs, 1H), 2.13-2.03 (m, 2H), 1.92 (s, 4H), 1.79-1.68 (m, 3H), 1.29-1.23 (m, 2H), 1.20 (s,
4H), 1.16 (s, 2H), 1.12 (s, 2H), 1.09 (s, 2H); C{'H} NMR (100 MHz, CDCls) 4 169.4, 153.6, 141.6, 140.1,
129.0, 128.6, 127.1, 126.0, 112.9, 86.2, 60.6, 59.4, 46.3, 41.0, 37.5, 35.9, 34.8, 34.6, 33.8, 23.9, 23.5, 21.1,
20.9; Anal Calcd for C23H34N»0s: C, 74.55; H, 9.25; N, 7.56; Found: C, 74.34; H, 9.30; N, 7.25.

N-{2,2,6,6-Tetramethyl-1-[(2-phenylprop-2-en-1-yl)oxy|piperidin-4-yl}acetamide (18). Followed general
procedure. Purified by silica chromatography using a solvent gradient of 50-70% EA/hexanes to give product
as colorless oil. Yield: 45%. IR (film) 3273, 3081, 2973, 1633, 1550, 705 cm™!; TLC Ry= 0.26 (70% EA/30%
hexanes); 'H NMR (400 MHz, CDCl3) & 7.34-7.12 (m, 5H), 5.38 (s, 1H), 5.33 (s, 1H), 5.19 (bs, 1H), 4.57 (s,
1H), 4.09-4.04 (m, 1H), 1.88-1.71 (m, 5H), 1.29-1.23 (m, 3H), 1.16-1.15 (m, 12H); 3C{'H} NMR (100 MHz,
CDCl3) 6 169.3, 144.2,139.4, 128.3, 127.6, 126.0, 112.7, 78.4, 60.13, 45.8, 41.1, 32.9, 23.6, 20.9; Anal Calcd
for C20H30N202: C, 72.69; H, 9.15; N, 8.48; Found: C, 72.48; H, 8.79; N, 8.46.

T

N-{1-[(7-Chloro-1-methylidene-3,4-dihydro-2H-naphthalen-2-yl)oxy]-2,2,6,6-tetramethylpiperidin-4-

yl}acetamide (24). Followed general procedure. Purified by silica chromatography using a solvent gradient of

50-70%. EA/hexanes to give 0.062 g product as a white solid. Yield: 48%. IR (film) 3255, 2970, 1634, 1362

cm’l; TLC Ry=0.25 (70% EA/30% hexanes); mp = 102-105 °C; 'H NMR (400 MHz, CDCl3) 8 7.50 (d, J =

2.1 Hz, 1H), 7.13 (dd, J= 2.1, 8.2 Hz, 1H), 7.04 (d, /= 8.2 Hz, 1H), 5.51 (s, 1H), 5.28 (s, IH), 5.14 (d, /= 6.9

Hz, 1H),4.49 (d,J=3.5Hz, 1H), 4.15-4.07 (m, 1H), 3.11-3.03 (m, 1H), 2.75-2.68 (m, 1H), 2.17- 2.14 (m,1H),
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2.07-2.03 (m, 1H), 1.93 (s, 3H), 1.89- 1.69 (m, 4H), 1.24 (m, 6H), 1.03 (s, 3H), 0.91 (s, 3H); BC{'H} NMR
(100 MHz, CDCl13) 6 169.3, 143.4,135.9, 134.8, 131.7, 130.1, 127.5, 124.8, 112.1, 81.6, 60.5, 59.8, 46.2, 46.1,
41.1,34.5,34.2,29.1, 25.5,23.6,21.2, 20.9; Anal calcd for C22H31CIN20»: C, 67.59; H, 7.99; N, 7.17; Found:

C, 67.26; H, 8.02; N, 7.33.
ol
26 mJ\

N-{1-[(7-Bromo-1-methylidene-3,4-dihydro-2H-naphthalen-2-yl)oxy]-2,2,6,6-tetramethylpiperidin-4-
yl} acetamide (26). Followed general procedure. Purified by silica chromatography using a solvent gradient
of 50-70%. EA/hexanes to give 0.065 g product as a yellow solid. Yield: 45%. IR (film) 3270, 2928, 1640,
1555, 731 em™!; TLC Ry = 0.22 (70% EA/30% hexanes); mp = 140-144 °C; 'H NMR (400 MHz, CDCl;3) &
7.66 (d, J=1.8 Hz, 1H), 7.27 (d, J = 10.0 Hz, 1H), 6.97 (d, J = 8.0 Hz, 1H), 5.50 (s, 1H), 5.28 (s, 1H), 5.17
(bs, 1H), 4.49 (bs,1H), 4.11 (bs, 1H), 3.09-3.01 (m, 1H), 2.72-2.68 (m, 1H), 2.15-2.13 (m, 1H), 2.07-2.03 (m,
1H). 1.93 (s, 3H), 1.81 (d, J = 11.6 Hz, 1H), 1.71 (d, J = 11.9 Hz, 1H), 1.25-1.23 (m, 8H), 1.03 (s, 3H), 0.91
(s, 3H); BC{'H} NMR (100 MHz, CDCls) & 169.4, 143.3, 136.3, 135.3, 130.4, 130.3, 127.8, 119.7, 112.2,
81.6, 60.5, 59.8, 46.2, 46.1, 41.1, 34.5, 34.1, 29.0, 25.6, 23.6, 21.2, 20.1; Anal calcd for C22H31BrN20O2: C,
60.69; H, 7.18; N, 6.43; Found: C, 60.53; H, 6.93; N, 6.14.

N
28 H

N-{1-[(7-Cyano-1-methylidene-3,4-dihydro-2H-naphthalen-2-yl)oxy]-2,2,6,6-tetramethylpiperidin-4-
yl} acetamide (28). Followed general procedure. Purified by silica chromatography using a solvent gradient
of 50-70%. EA/hexanes to give 0.051 g product as a tan solid. Yield: 40%. IR (film) 3291, 2974, 2932, 1661,
1516, 902, 723 cm™'; TLC Ry= 0.20 (70% EA/30% hexanes); mp = 153-157 °C; 'H NMR (400 MHz, CDCl3)
07.74 (s, 1H), 7.35 (d, J = 7.7 Hz, 1H), 7.13 (d, J = 7.7 Hz, 1H), 5.48 (s, 1H), 5.27 (s, 1H), 5.12 (d, J=5.9
Hz, 1H), 4.45 (d,J = 3.0 Hz, 1H), 4.06-4.02 (m, 1H), 3.14-3.06 (m, 1H), 2.77-2.70 (m, 1H), 2.18-2.14 (m,1H),
1.97-1.95 (m, 1H), 1.87 (s, 3H), 1.76-1.61 (m, 3H), 1.31-1.23 (m, 1H), 1.19 (s, 3H), 1.16 (s, 3H), 0.91 (s, 3H),
0.79 (s, 3H); *C{!H} NMR (100 MHz, CDCl3) 8 169.3, 142.7, 141.9, 135.5, 130.3, 129.6, 129.2,119.2, 113 .4,
110.0, 81.4, 60.6, 59.7, 46.1, 46.0, 41.1, 34.6, 34.1, 28.6, 26.1, 23.6, 21.1, 20.1; Anal calcd for C23H31N30z:
C,72.41;H, 8.19; N, 11.01; Found: C, 72.49; H, 8.16; N, 10.67.

©51:(0H

29

1-Methylene-3,4-dihydro-2(2H)-naphthalene (29). In an oven dried round-bottom flask, 0.734 g (11.2
mmol, 10 equiv) of zinc powder was added and suspended in 18 mL ether (0.62 M). The zinc powder was
activated with 0.099 g (0.896 mmol, 0.8 equiv) TMSCI. The reaction was refluxed for 30 minutes. After 30
minutes, the zinc suspension was cooled to room temperature and the ether was evaporated. A solution of
0.400 g (1.12 mmol) the ACT ether 3 was dissolved in 14.4 mL 1:1 AcOH:H>O (0.08 M) and added drop wise
to the activated zinc. The reaction was heated to 45 °C and left to stir for 2 h. After 2 h the reaction was cooled
to room temperature, diluted with water and extracted with ether (3x). The organic layers were combined,
dried over magnesium sulfate, and concentrated. The residue was purified by silica chromatography (30%.
ether/pentanes) to give 0.088 g product as an oil. Yield: 49%. TLC Ry = 0.32 (30% ether/70% pentane); 'H
NMR (400 MHz, CDCl3) 6 7.58-7.55 (m, 1H), 7.18-7.04 (m, 3H), 5.54 (s, 1H), 5.23 (s, 1H), 4.45 (dd, J=3.2,
7.6 Hz, 1H), 3.00 (dt, J= 6.4, 16.2 Hz, 1H), 2.80 (dt, J = 6.4, 16.9 Hz, 1H), 2.04-1.87 (m, 2H); *C{'H} NMR
(75 MHz, CDCl3) 6 146.2, 136.2, 132.8, 128.9, 128.0, 126.2, 124.9, 108.5, 70.9, 31.4, 26.3. This compound
has been previously reported.?

S4



MAM MuUmwg

$~o
RO
@ mm

ooOm©
or-No

Q-

Y e

Feo
Feso

Hloo._v

EF60

Fost

60

80'¢
920

Fzo

-0.5

0.0

0.5

1.0

1.5

2.0

25

3.0

3.5

4.0

4.5

5.0

5.5

6.0

6.5

7.0

7.5

8.0

8.5

9.0

9.5
RIM-06-006 - 1H NMR - 400.13 MHz - CDCI3

10.0

500°12
o0z 15>
5527
8%2'92”
507’62~
v2evE~-
18eve”
081’ Ly~
GeL'oy

HEAN

V886G~
6v€097"

0.9~

150°LL
YIS LL
§5028”

€E9°0LL —

0L0'52 1~
200921~
oLg /gL
£v9'821

892 vEL -~
ziroel””

vevr vyl —

992691 —

Fo

200 190 180 170 160

T
210

S5

RIM-06-006 - 13C NMR - 100.62 MHz - CDCI3



200712~
90z’ 1e”
9/5°€2~
062°92—
€6€°6C

Livee”
92T Ve~
08eve”

8L W —

€8L9Y~
6£69V~"

\9g'LL—

2¢S0'e8—

8LO°0LL
mvw.o:v

0£0°GZH~.
100921~
915 /2L—
1v9'82L~

140 130 120

T
150
RIM-06-006 - 13C NMR - 100.62 MHz - CDCI3

30

S6



—

e —

—

LOLE

6y
)

b e e e B B L

MI 00'L

I vs0
F 260

F es0

Ml vL'e

F 260

0.5

1.0

1.5

2.0

50 45 40 35 30 25

T
5.5

6.0

T
6.5

7.0

85 80 75

T
9.0

9.5
RIM-06-065B - 1H NMR - 400.13 MHz - CDCI3

10.0

LES YL —
£02°02
65805\
$S5'62~
1£8%2”
0LL°82F
00627
SY9'EE
8G/°€E
LI —
LEL9Y
£66°9r

88065~
L€9°09"

Y08%L
4 EEM
LE0'LLT
6vELL

199' 12}
mwmc&rﬁ
898571 -
10v92 1

Hggzt’
LLG'GEL~.
€L0°9E1—
g el

We'e9t—

o

Fo

200 190

T
210

RIM-06-065B - 13C NMR - 100.62 MHz - CDCI3

S7



ol

wdd

NOESY spectra of Allylic Ether 8

|
. __II_L“‘__ N R ¢ R S T . I{_\\oﬂ,_‘_)‘ ey Ik,_—_

T w7

v

.‘,|

0l 4

6
8
/.
9
S
14
€
<
I
0
wdd

S8



)
2
Y R @

ZT

10

WMLQL

Hl [

€L°9
104

Ly'0e

8L°¢

6L°L

bn S i L L E

SO°t

160
660

T

e
oo

0.0

0.5

1.0

1.5

2.0

T T T T
40 385 30 25

T T T
5.5 5.0 4.5

6.0

T
6.5

7.0

85 80 75

T
9.0

9.5
RIM-06-141Adry - 1H NMR - 400.13 MHz - CDCI3

10.0

€00°0—

ISLpL—
12,02
268°02
12062~
s/s€e
s18'te
reesef
10162
996'62
8v8°0E
589'€E
£68'€6
822 Ly
oriop
98e'oy
880'65~
25909

LU0
L0L°9/~-
820LL T
SveLL

SLLvel
198'Ge —/
92¥'92 1~k
06L°L2} 7
LLG'82L
GL9'GEL
SLL'9EL W
S08'9€1

Lg69L—

ZT

10

Y

™

0 190 180 170 160 150 140

200

210

o

RIM-06-141A dry - 13C NMR - 100.62 MHz - CDCI3

S9



8cc’

8G¢'L
¥92'L

GLE°L
08e’L

2S0'e
§L0'€

JAZA)
Lvl'y
LSLY

[ %]

1 M P JJUmgL

F e90

v9¢
8¢

-
b

96°0
00'

Feot

Ry
258
222

55

Fore
F oot

00 05

T T
0.5

1.0

1.5

2.0

25

T
3.0

3.5

T
4.0

4.5

5.0

T
6.0

6.5

7.0

7.5

8.0

8.5

9.0

9.5
RIM-06-099 - 1H NMR - 400.13 MHz - CDCI3

10.0

L00'0—

00’12
ANt
e/65€e”

986'2€~
9SG vE"
189'86~
€80°Ly—
6LE°9Y

Nm.n.w*V.

06765~
0,6°09—"

9LL'9L
mmoﬁﬁw
vSeeLL

§60°L8—

826'30L—

L1802t~
961'Seh~_
298921~
669821

G80'6EL—

S.0cvl—

169671 —

062691 —

[R—

Fo

200 190 180 170 160

RIM-06-099 - 13C NMR - 100.62 MHz - CDCI3

T
210

S10



ZT

16

E eeo

86'0C

G617
oLe

Ml %4

MI LS

0.5

1.0

1.5

2.0

50 45 40 35 30 25

T
5.5

6.0

T
6.5

7.0

85 80 75

T
9.0

9.5
RIM-06-082 - 1H NMR - 400.13 MHz - CDCI3

10.0

626'02~\

Fow.mwv
68LvE
wmwmm\
€L¥'LE
€20 Su\
L129%

61965~
185709

208'9L
6l _‘NNW
9EV'LL

L2198 —

898°CHL —

wro.ww—
_vwo.hN—V
£09'82L-7
noo.mm—\

LELOV L~
18S Iy L

929°€S1—

89€°691 —

ZT

16

Napmmide

Fo

200 190 180 170 160 150 140

T
210

RA-2-115 recrystallized trial 2 - 13C NMR - 100.62 MHz - CDCI3

S11



Ly

MV ve's

MI 00't

Foert

687

T
-0.5

T
0.0

0.5

1.0

1.5

2.0

25

T
3.0

3.5

4.0

T T T T T
65 6.0 55 50 45

7.0

T T
7.5

8.0

T
8.5

9.0

9.5
RIM-07-143 - 1H NMR - 400.13 MHz - CDCI3

10.0

£06°0c—
G/G9€e—

898°'2€—

801y —
LLLSY—

8€1'09—

LyL'9L
918'9L
890°LL
89¢'LL
G8€'LL
08€'8L

0eL gt —

186'SZ L
vv9'LgL~
oog'gzt””

clreel—
Leevyl—

2ee691L—

Fo

200 190 180 170 160

RIM-07-143 - 13C NMR - 100.62 MHz - CDCI3

T
210

S12



Y

ZT

24

I iraa

0.5

1.5 1.0

2.0

35 30 25

4.0

4.5

5.0

85 80 75 70 65 60

T
9.0

9.5
RIM-06-101B - 1H NMR - 400.13 MHz - CDCI3

10.0

1v602~
At
065°€2

00552~
080'62”"
GSLVE~
wsre
LSL LY~
gLL9Y

07z 0p~>

G265~
99¥°09"

2EL'9L
050'2LT
98227,
6£9'18

esLe—

868 V2L~
L6V 221~
150081~
919 1EL—
0v8vEL—
elesel””

eeV'ErL—

292691 —

ZT

24

]

Fo

T
190

T
200
RIM-06-101B - 13C NMR - 100.62 MHz - CDCI3

T
210

S13



@
o
3NN~
—

o
<

20

=

~
o
ai
=

og
—QC
A
=

o
5
=

Br.

ZT

26

-
3

-

el

F ovt

F ess

EF 00t

0.5

1.0

1.5

2.0

25

T T
35 3.0

4.0

50 45

T
5.5

6.0

6.5

7.0

7.5

8.0

T
8.5
Bromine Product - 1H NMR - 400.13 MHz - CDCI3

T
9.0

9.5

10.0

16602
902" _NW
S5€2

/552’
920'62”
IELVE~
resve”

S —
290'91
K_..w#V.

111°6S
wuw.oww
08¥°09

S56'9L~
gLl
685227,
£v9'18

LE2CH—

€eL° 6L —

10822}
vwm.om—/
00¥°0E+
§S6¥°0E
Nmm.mm—*
2e'9€L
L6z erl—

06€691—

Br.

ZT

26

Fo

180 170 160
RA-03-074 - 13C NMR - 100.62 MHz - CDCI3

T
190

200

T
210

S14



T —

——T—rn

—

ZT

28

e
O m

cee

F evt
F oot

F sot

0.5

1.0

1.5

2.0

50 45 40 35 30 25

T
5.5

6.0

T
6.5

7.0

7.5

8.0

T
8.5

9.0

9.5

10.0

RIM-07-068C check - 1H NMR - 400.13 MHz - CDCI3

01602
Si'1g

/5 Ee—~
ovL'9e—
£95'827
20,627
160'vE

00987
6801 r~
50'97

g5l op->

L29'6G~
06509

mmﬁwm
mmo.mm/
6L8°LL
96€°LL
8¢ —w\

0S0°0HL—
00¥'EHL—

92C6H —

SIZ'62h~
m%.mw_\
8EE0EH

681'sEL"

6V6° Ly~
geLevt"

82691 —

L

ZT

28

"

Fo

T
190
RIM-07-068C check - 13C NMR - 100.62 MHz - CDCI3

200

T
210

S15



Nmo.m)f

—

OH

29

\J

~v0' L

FoLL

66+

761

Ml—m.o

Hlmw.o
Ml_vm.o

MI@@.N
Mloo.—

T
-0.5

0.0

0.5

1.0

1.5

2.0

25

T
3.0

T T
40 35

T T T T T
65 6.0 55 50 45

7.0

T T
7.5

8.0

T
8.5

9.0

9.5
RIM-07-115 - 1H NMR - 400.13 MHz - CDCI3

10.0

9ve'9e—
00¥" LE—

LE6'0L~
LE€9'9L

GG0°LLN
SLv'LL

£9¥°801L —

96V
vvg 9L —
LL08gL-7
€s6'831 7,
Zv8zel

voroelL””

e vl —

OH

29

Fo

200 190 180 170 160

RIM-07-115 - 13C NMR - 75.49 MHz - CDCI3

T
210

S16



References

1) Pangborn, A. B.; Giardello, M. A.; Grubbs, R. H.; Rosen, R. K.; Timmers, F. J. Safe and Convenient
Procedure for Solvent Purification. Organometallics 1996, 15, 1518-1520.

2) Kelley, B. T.; Walters, J. C.; Wengryniuk, S. E. Access to Diverse Oxygen Heterocycles via
Oxidative Rearrangement of Benzylic Tertiary Alcohols. Org. Lett. 2016, 18, 1896-1899.

3) Banks, H.; Ziffer, H. Effect of ring size and methyl substituents on lithium bromide-catalyzed
rearrangements of aryloxiranes. J. Org. Chem. 1982, 47, 3743-3747.

S17



