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S1

Spectroscopic Data for 1 (3E,7E)-9-hydroxy-1-((S)-6-hydroxy-2,8-
dimethylchroman-2-yl)-4,8-dimethylnona-3,7-dien-2-one.

Table S1. 'H and *C NMR Assignments for Compound 1¢

position d¢, type Oy (Jin Hz) HMBC

2 76.2, C

3 33.1, CH, 1.90, dt (13.6, 6.9) 2,4,4a,1', 12
1.79, dt (13.6, 6.9) 2,4,4a,1', 12

4 233, CH, 2.71,t(6.9) 2,3,4a,5,6,8, 8

4a 122.0, C

5 113.7, CH 6.35,d(2.9) 4,6,7,8,8a

6 150.8, C

7 116.8, CH 6.43,d(2.9) 5,6, 8a, 13’

8 127.8, C

8a 145.7, C

1 53.7, CH, 2.82,d(13.1) 2,3,2,3,12

2.55,d(13.1) 2,3,2,3,12

2’ 201.7, C

3 126.2, CH 6.19,brs 2,45 11"

4 159.5, C

5' 419, CH, 2.19,mb 3,46, 7,11

6’ 26.7, CH, 2.20, m 4,578

7' 125.1, CH 5.36,brt (6.7) 5,69, 10’

8’ 137.0, C

9’ 68.7, CH, 3.89,s 7,8, 10

10 13.7, CH, 1.63,d(1.4) 7,89

I 19.6, CH, 2.12,d(1.2) 1,23, 4

12’ 253, CH;, 1.34,s 2,3, 1

13’ 16.5, CH,4 2.06, s 7,8, 8a

“NMR data obtained in CD,OD at 500 MHz for §;; and 125 MHz for §.
Assignments were made utilizing 'H, 3C, HSQC, and HMBC experiments.
bQverlapping signals, assignments were made via HSQC correlations.

S1.1 HRESIMS Spectroscopic Data of 1.
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S1.2 '"HNMR (500 MHz, CD,0OD) of 1.

-2.0 -2

~
®
T
-0.5 -1.0 -1.5

T
0.0

1.0 0.5

.5

1

B (dt)
1.79
A (dt)| C (s)
1.90 |1.34

o
E(s)
2.06

“‘ AL A ‘J L(LLL_

G (m)|D (d)

2.0

3.0 2.5

I (t)
2.71
H (d)
2.82

8011

K (s)
3.89
f1 (ppm)

=00

4.0 3.5

GONH-88Y

=0T'1

5.5 5.0 4.5

L (brt)
5.36

00T
10T
“00°TF

O (brs)
6.19

M (d)
6.43

7.0 6.5 6.0

8.0 7.5

9.0 8.5

9.5



LET~
S9T~
96T~
€€~
€52~
19z

Tee—

6'Ty—

L€S—

89—

9L—

LETT~
89TTI~
0°¢ZT

ﬁ.mNHW
92T~
8221
0°LET—

o)
2°SYT—
8°0ST—

S'6ST—

2'10C—

S1.3 “C NMR (125 MHz, CD,0D) of 1.

Ll

210 200

180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10
f1 (ppm)

190




S14

HSQC (500 MHz, 125 MHz, CD,0D) of 1.
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S1.5 HMBC (500 MHz, 125 MHz, CD;0D) of 1.
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S1.7 SEL.NOE (500 MHz, CD,0OD, Irradiated at 5.3
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S1.8 ECD Spectrum of 1 in CH,;OH (0.5 mM)
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S2  Spectroscopic Data for 2 (3E,7Z)-9-hydroxy-1-((S)-6-hydroxy-2,8-
dimethylchroman-2-yl)-4,8-dimethylnona-3,7-dien-2-one.
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S2.2 '"H NMR (500 MHz, CD,0OD) of 2.
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$2.3 3C NMR (125 MHz, CD,0D) of 2.
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S2.4 HSQC (500 MHz, 125 MHz, CD;0D) of 2.
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S2.5 HMBC (500 MHz, 125 MHz, CD;0D) of 2.
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S2.6 SEL. NOE (500 MHz, CD,0OD, Irradiated at 6.2 ppm) of 2.
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S2.7 SEL.NOE (500 MHz, CD,0OD, Irradiated at 5.3 ppm) of
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S2.8 ECD Spectrum of 2 in CH;OH (1.0 mM).
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S3  Spectroscopic Data for 3 (3Z,7E)-9-hydroxy-1-((S)-6-hydroxy-2,8-
dimethylchroman-2-yl)-4,8-dimethylnona-3,7-dien-2-one.
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S3.2 '"H NMR (500 MHz, CD,0OD) of 3.
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$3.3 3C NMR (125 MHz, CD,0D) of 3.
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S3.4 HSQC (500 MHz, 125 MHz, CD;0D) of 3.
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S3.5 HMBC (500 MHz, 125 MHz, CD;0D) of 3.
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S3.6 SEL.NOE (500 MHz, CD,0D, Irradiated at 6.2 ppm) of 3.
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S3.7 SEL.NOE (500 MHz, CD,0D, Irradiated at 5.4 ppm) of 3.
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S3.8 ECD Spectrum of 3 in CH;OH (1.0 mM).
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S4  Spectroscopic Data for 4 (32,72)-9-hydroxy-1-((S)-6-hydroxy-2,8-
dimethylchroman-2-yl)-4,8-dimethylnona-3,7-dien-2-one.
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1

S4.3 3C NMR (125 MHz, CD,0D) of 4.
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S4.4 HSQC (500 MHz, 125 MHz, CD;0D) of 4.
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S4.5 HMBC (500 MHz, 125 MHz, CD;0D) of 4.
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S4.6 SEL. NOE (500 MHz, CD,0OD, Irradiated at 6.2 ppm) of 4.
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S4.7 SEL.NOE (500 MHz, CD,0D, Irradiated at 5.5 ppm) of 4.
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S4.8 ECD Spectrum of 4 in CH;OH (1.0 mM).
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S5 Spectroscopic Data for § (3E,7E)-9-hydroxy-1-((S)-6-methoxy-2,8-
dimethylchroman-2-yl)-4,8-dimethylnona-3,7-dien-2-one.
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S5.3 C NMR (125 MHz, CD,0D) of 5.
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S5.4 HSQC (500 MHz, 125 MHz, CD;0D) of S.
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S5.5 HMBC (500 MHz, 125 MHz, CD;0D) of 5.
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S5.6 SEL. NOE (500 MHz, CD,OD, Irradiation at 6.2 ppm) of S.
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S5.7 SEL.NOE (500 MHz, CD,0OD, Irradiation at 5.5 ppm) of 5.
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S5.8 ECD spectrum of § in CH;0OH (1.0 mM).
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S6 Spectroscopic Data for 6 1-((S)-2,6-dimethyl-2,3 4,7-tetrahydrooxepin-2-yl)-3-((S)-
6-hydroxy-2,8-dimethylchroman-2-yl)propan-2-one.
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S6.2 'H NMR (500 MHz, CD,0D) of 6.
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S6.4 HSQC (500 MHz, 125 MHz, CD;0D) of 6.
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S6.5 HMBC (500 MHz, 125 MHz, CD;0D) of 6.
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S6.6 HMBC (500 MHz, 125 MHz, CD,0D) of 6, optimized for 12 Hz.
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S6.7 SEL.NOE (500 MHz, CD,0OD, Irradiation at 5.4 ppm) of 6.
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S6.8 ECD spectrum of 6 in CH;OH (1.0 mM).
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S6.9 HPLC chromatogram of 6.
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S7 Spectroscopic Data for 7 1-((R)-2,6-dimethyl-2.,3 4,7-tetrahydrooxepin-2-yl)-3-((S)-
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S7.2 'H NMR (500 MHz, CD,0D) of 7.
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S7.3 C NMR (125 MHz, CD,0D) of 7.
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S7.4 HSQC (500 MHz, 125 MHz, CD;0D) of 7.
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S7.5 HMBC (500 MHz, 125 MHz, CD;0D) of 7.
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S7.6 HMBC (500 MHz, 125 MHz, CD,0D) of 7, optimized for 12 Hz.

I \ M

?

{6.43,16.47}

{6.34,23.4% 4 J5:41,24.61} (z 85,25. ozi j2. 7&24976

'S 982151} 7 12.85,32.56 [ 3%32 14}
{5.41,39.52} {2.95,39. 54}\:‘ {1.26,39.52
S (2.74,32.64} \

) {1.34,53.97)  41.26,53.75}
TN | !’,
(5.40,65.69 {1159,65.75% 80.53.87}
{4.09,78.48}\'(2.95,78.35} :Ii 85,78.72u1.90‘i.53}
‘\{3.98,78.47} (2.65,78.23}  11.26,78.44}
{6.34,116. 82“<{6 43,113.41} {2.09,116.81]
{3.98,125. 97}ﬁ4 09,125.84} 4 1.89,126.12}
(3.98,187.14{34.00,137.11} ;¢ 9 98?,.’{1 59,137.12}
{2.69,145.98}
{6.43,151. 11}*»‘6 .34,151.00} A\
{6.43,145.53} ¥ [6.33,145.58} 12.09,145.66}
g

{2.95,210.17} {2.75,210.14}

{2.64,210.12}{2.84,210.14}

T T T T T T T T T T T T T T T T
95 9.0 85 80 75 70 65 6.0 55 50 45 40 3.5 3.0 2.5 2.0 1.5
f2 (ppm)

r100

r120

r140

r160

r180

r200

F220

T T T T
1.0 0.5 0.0 -0.5

f1 (ppm)

58



S7.7 SEL.NOE (500 MHz, CD,0OD, Irradiation at 5.4 ppm) of 7.

R
NANNN -
e
cm| (B
2.13| |1.58

2.5 2.0 1.5 1.0 0.5

7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0
f1 (ppm)

SEL. NOE in red. 'H NMR in gray.
5158 (s)

: : §2.13 (m)



T
-1.5

-1.0

T
-0.5

T
0.0

6219
SE°TH

OZH £5°T{
6514
65T
v1Zq
95|
6521
€9l
$9°Z4
9974
S.N%
6972
0272
2L
v2'2
SL°2
8.7
0827
€82
8.&
v6'Z
86'€ =~
209\ Eo
90'v7 o
60

0.5

1.0

16°¢

.

= e
=
3

G (m)
2.67

8T'TH N
m:.m

20°¢
Woo.ﬁ\

2
F (m)
2.80

ST

.0

3

3.5

4.0
f1 (ppm)

Feee

5.0 4.5

v's r
s
s
w's
s
€v's

C (td)
5.42

— FL0°1

5.5

T
6.0

8€'9
6€9
6¥°9
619

B (d)
6.38
A (d)
6.49

/670
— =geof

6.5

7.0

S7.8 'H NMR (500 MHz, CDCL,) of 7.

THEE3-9¢

7.5

8.0

8.5

T
9.0

60



S7.9 “C NMR (125 MHz, CDCl,) of 7.
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S7.10HSQC (500 MHz, 125 MHz, CDCl,) of 7.
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S7.11ECDspectrum of 7 in CH.OH (1.0 mM).
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S7.12HPLC Chromatogram of 7.
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S8 Spectroscopic Data for 8 (3E,7E)-9-hydroxy-1-((R)-6-hydroxy-2,8-dimethyl-2H-
chromen-2-yl)-4,8-dimethylnona-3,7-dien-2-one.
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S8.2 'H NMR (500 MHz, CD,0D) of 8.
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S8.3 C NMR (125 MHz, CD,0OD) of 8.
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S8.4 HSQC (500 MHz, 125 MHz, CD;0D) of 8.
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S8.5 HMBC (500 MHz, 125 MHz, CD;0OD) of 8.
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S8.6 SEL. NOE (500 MHz, CD,OD, Irradiation at 6.2 ppm) of 8.
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S8.7 SEL.NOE (500 MHz, CD,0OD, Irradiation at 5.3

ppm) of 8.
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S8.8 ECD spectrum of 8 in CHCI, (1.0 mM).
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S9 Spectroscopic Data for 9 (R)-2-((3E,7E)-9-hydroxy-4,8-dimethylnona-3,7-dien-1-
yD)-2,8-dimethyl-2H-chromen-6-ol.
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S9.2 'H NMR (500 MHz, CD,0D) of 9.
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S9.3 C NMR (125 MHz, CD,0D) of 9.

LIET~
2°ST

m.SV
€2~
€92~
€Lz

SOb~
6T

0'69—

8'8L—

€111
mKAH/
2°221
N.wm.ﬁ/
n.mNH%
m.@NHV.
8921
STET—
8'SET
m.mm.HN.
€SI —
€IST—

-10

0

210 200 190 180 170 160 150 140 130 120 110 100 90

70 60 50 40 30 20 10

80

f1 (ppm)

75



S9.4 HSQC (500 MHz, 125 MHz, CD;0D) of 9.
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S9.5 HMBC (500 MHz, 125 MHz, CD;OD) of 9.
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S9.6 SEL.NOE (500 MHz, CD,OD, Irradiation at 5.4 ppm) of 9.
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S9.7 SEL. NOE (500 MHz, CD,OD, Irradiation at 5.1 ppm
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S9.8 ECD spectrum of 9 in CHCl, (1.0 mM).
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