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Figure S1. *'H NMR spectrum (CDClIs, 300 MHz) of 3-iodopropan-1-ol.
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Figure S2. 13C NMR spectrum (CDCls, 75 MHz) of 3-iodopropan-1-ol.
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Figure S3. DEPT spectrum (CDCls, 75 MHz) of 3-iodopropan-1-ol.
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Figure S5. 13C NMR spectrum (CDCls, 75 MHz) of derivative 3a.
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Figure S6. DEPT spectrum (CDCls, 75 MHz) of derivative 3a.



2-(4-chlorobutoxy)-tetrahydro-2H-pyran.
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Figure S7. *H NMR spectrum (CDCls,
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Figure S8. 13C NMR spectrum (CDCls, 75 MHz) of 2-(4-chlorobutoxy)-tetrahydro-2H-pyran.
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Figure S9. *H NMR spectrum (CDCls, 400 MHz) of derivative 3b.
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Figure S10. 3C NMR spectrum (CDCls, 100 MHz) of derivative 3b.
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Figure S11. DEPT spectrum (CDClz, 100 MHZz) of derivative 3b.
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Figure S12. *H NMR spectrum (CDClz, 400 MHz) of 4-((tetrahydro-2H-pyran-2-yl)oxy)butan-1-ol.

13



8 838 ¢ B3A gaen o
& RRR 5 8% [388 2
NSV AT
T T T T T T T T T T T T T T T T T T T T T T
200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 -10

f1 (ppm)

Figure S13. 13C NMR spectrum (CDClz, 100 MHz) of 4-((tetrahydro-2H-pyran-2-yl)oxy)butan-1-ol.
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Figure S14. DEPT spectrum (CDClz, 100 MHz) of 4-((tetrahydro-2H-pyran-2-yl)oxy)butan-1-ol.

15



NC

NBN,

uuuuuuuuuu

—3.81
—341

T T T T T
6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

f1 (ppm)

Figure S15. 'H NMR spectrum (CDCls, 400 MHz) of derivative 4.
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Figure S16. 13C NMR spectrum (CDCls, 100 MHz) of derivative 4.
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Figure S17. DEPT spectrum (CDCls, 100 MHz) of derivative 4.
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Figure S18. 'H NMR spectrum (CDCls, 400 MHz) of derivative 5a.
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Figure S19. 13C NMR spectrum (CDCls, 100 MHz) of derivative 5a.
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Figure S20. DEPT spectrum (CDCls, 100 MHz) of derivative 5a.
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Figure S22. 13C NMR spectrum (CDCls, 100 MHz) of derivative 5b.
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Figure S23. DEPT spectrum (CDCls, 100 MHz) of derivative 5b.
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Figure S24. 'H NMR spectrum (CDClz, 400 MHz) of derivative 6a.
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Figure S25. 13C NMR spectrum (CDCls, 100 MHz) of derivative 6a.
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Figure S26. DEPT spectrum (CDCls, 100 MHz) of derivative 6a.
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Figure S27. *H NMR spectrum (CDClz, 500 MHz) of derivative 6b.
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Figure S28. 13C NMR spectrum (CDCls, 125 MHz) of derivative 6b.
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Figure S29. DEPT spectrum (CDCls, 125 MHz) of derivative 6b.
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Figure S30. 'H NMR spectrum (CDCls, 400 MHz) of derivative 7a.
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Figure S31. 13C NMR spectrum (CDCls, 100 MHz) of derivative 7a.
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Figure S32. DEPT spectrum (CDCls, 100 MHz) of derivative 7a.
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Figure S33. H NMR spectrum (CDClz, 400 MHz) of derivative 7b.
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Figure S34. 13C NMR spectrum (CDCls, 100 MHz) of derivative 7b.
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Figure S35. DEPT spectrum (CDCls, 100 MHz) of derivative 7b.
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Figure S36. 'H NMR spectrum (CDCls, 400 MHz) of derivative 8a.
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Figure S37. 13C NMR spectrum (CDCls, 100 MHz) of derivative 8a.
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Figure S38. DEPT spectrum (CDCls, 100 MHz) of derivative 8a.
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Figure S39. J-MOD NMR spectrum (CDCls, 100 MHZz) of derivative 8a.
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Figure S40. 'H NMR spectrum (CDCls, 400 MHz) of derivative 8b.
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Figure S41. 13C NMR spectrum (CDCls, 100 MHz) of derivative 8b.
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Figure S42. DEPT spectrum (CDCls, 100 MHz) of derivative 8b.
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Figure S43. 'H NMR spectrum (CDCls, 400 MHz) of derivative 9.
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Figure S44. 'H NMR spectrum (CDCls, 400 MHz) of derivative 9.
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Figure S47. DEPT spectrum (CDCls, 100 MHz) of derivative 9.
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Figure S49. J-MOD NMR spectrum (CDClsz, 100 MHz) of derivative 10a.
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Figure S50. 'H NMR spectrum (CDCls, 500 MHz) of derivative 10b.
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Figure S51. 13C NMR spectrum (CDCls, 125 MHz) of derivative 10b.

52



—130.16
—124.46
115.42
104.81
103.90
103.72

/
<

55.95
55.90

Lss,
X

— 64.63
55.51

T T T T T T T T T T T T T T T T T T T T
200 190 180 170 160 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10

f1 (ppm)

Figure S52. DEPT spectrum (CDCls, 125 MHz) of derivative 10b.
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Figure S53. 'H NMR spectrum (CDCls, 500 MHz) of derivative 11a.
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Figure S54. 13C NMR spectrum (CDCls, 125 MHz) of derivative 11a.
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Figure S55. DEPT spectrum (CDCls, 125 MHz) of derivative 11a.
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Figure S59. 'H NMR spectrum (CDCls, 500 MHz) of derivative 12a.

60



w0y —
S0P~
07—

ey —
Py —

7wy —
vy —

Wy —

£8°0T0C —

0T'£20C —
6T°€€0C

€5°£50C —

76'690C —

€6'S0TZ —

€9°02TC —

Ty

4.20 4.15 4.10 4.05 4.00

4.25

f1 (ppm)

[~ 6T,

9Lt

~ 00T

f1 (ppm)

Figure S60. *H NMR spectrum (CDClz, 500 MHZz) of derivative 12a.

61



67'ST~_
LT6T
9€'6T
L0
mﬁ.vNV
ese”
¥S'0€ ~
187
19'9¢
mm.omv

¥6bS
06'5S
16'SS
S6'5S
095
S1°9S
90779~
5v'99
7599

90°£9
0T'£9 N‘

£9'86 )
89'86
92201
Sb'E0T 4
ST°SOT
12°S0T
81°807 |
26°02T
96°02T §
60°b2T 4
60°STT
89°STT
0£'STT o
68°STT
16'92T L
86'92T

10227 NE
€0°22T 7

vrcet “‘.

e

9€'8CT
6v'8CT
0s°8ZT
S9'6ET —

€8T
€6'8VT
S6°8bT
Y0601
LY'6bT

Uil

A

-10

T T T T T T T T
190 180 170 160 150 140 130 120 110

T
200

f1 (ppm)

Figure S61. 13C NMR spectrum (CDCls, 125 MHz) of derivative 12a.
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Figure S62. DEPT spectrum (CDCls, 125 MHZz) of derivative 12a.
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Figure S64. 13C NMR spectrum (CDCls, 75 MHz) of derivative 12b.
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Figure S65. DEPT spectrum (CDCls, 75 MHz) of derivative 12b.
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Figure S66. 'H NMR spectrum (CDCls, 500 MHz) of derivative 13a.
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Figure S67. 13C NMR spectrum (CDCls, 125 MHz) of derivative 13a.
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Figure S68. 13C NMR spectrum (CDCls, 125 MHz) of derivative 13a.
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Figure S69. DEPT spectrum (CDCls, 125 MHZz) of derivative 13a.
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Figure S70. 'H NMR spectrum (CDCls, 500 MHz) of derivative 13b.
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Figure S71. 13C NMR spectrum (CDCls, 125 MHz) of derivative 13b.
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Figure S72. 13C NMR spectrum (CDCls, 125 MHz) of derivative 13b.
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Figure S73. 13C NMR spectrum (CDCls, 125 MHz) of derivative 13b.
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Figure S74. DEPT spectrum (CDCls, 125 MHz) of derivative 13b.
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Figure S75. 'H NMR spectrum (CDClz, 500 MHz) of derivative 14a.
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Figure S76. 13C NMR spectrum (CDCls, 125 MHz) of derivative 14a.

77



19°61
1261 v
PST_
99'92
¥L79T N
€L°0E
9L°0¢ N
9LvE
8TTH~_

L0°1S
1s
88°SS
¥6°'SS
96°SS
90°9S

€1°9S
vb'79
8r'79 v

95749 —

aZiL—

66'86 ~
98°z01

os'c0T
86401~
T0°80T —

ST —

T T T T T T T T T
190 180 170 160 150 140 130 120 110

T
200

f1 (ppm)

Figure S77. DEPT spectrum (CDCls, 125 MHz) of derivative 14a.
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Figure S79. 13C NMR spectrum (CDCls, 125 MHz) of derivative 14b.
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Figure S80. DEPT spectrum (CDCls, 125 MHz) of derivative 14b.

81



OMe

MeO

OTHP

NHBoc

MeO

OMe

15a

8T°L—
8TL—
oL —

084~
8L
86'L "

LEELBT —

EEPTOC —

8€'796C —

98'6TTE —
TLLETE —

' E6TE —

S6'0

- €60
00'c
- 90

7.2

7.4

7.8

8.0

fi (ppm)

Tm.ﬁ
W 6072

Fes0

W 80°C
W 16T
ey
Foses
F 0

o080

= S6°0

= €60

F ooz
920

Figure S81. *H NMR spectrum (CDClz, 400 MHz) of derivative 15a.
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Figure S82. 13C NMR spectrum (CDCls, 100 MHz) of derivative 15a.
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Figure S84. 'H NMR spectrum (CDCls, 500 MHz) of derivative 15b.
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Figure S85. 13C NMR spectrum (CDCls, 125 MHz) of derivative 15b.
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Figure S87. *H NMR spectrum (CDClz, 400 MHz) of derivative 16a.
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Figure S88. 13C NMR spectrum (CDCls, 100 MHz) of derivative 16a.
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Figure S89. DEPT spectrum (CDCls, 100 MHz) of derivative 16a.
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Figure S90. 'H NMR spectrum (CDClz, 500 MHz) of derivative 16b.
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Figure S91. 13C NMR spectrum (CDCls, 125 MHz) of derivative 16b.
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Figure S92. DEPT spectrum (CDCls, 125 MHz) of derivative 16b.
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Figure S93. 'H NMR spectrum (DMSO-d6, 300 MHz) of derivative 17a.
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Figure S94. 13C NMR spectrum (DMSO-d6, 75 MHz) of derivative 17a.
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Figure S95. DEPT spectrum (DMSO-d6, 75 MHz) of derivative 17a.
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Figure S96. 'H NMR spectrum (CDCls, 500 MHz) of derivative 17b.
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Figure S97. 13C NMR spectrum (CDCls, 125 MHz) of derivative 17b.
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Figure S98. DEPT spectrum (CDCls, 125 MHz) of derivative 17b.

99



OMe

MeO

OMs

NH;CI

MeO

OMe

18a

09T
S9'T
89'T /

wUT~=
98'T ~

w1f
06T
161

ST—

bEL~
Sv'L—
SS'L—

008 ~
908"

€8 —

50°££6C —

0£'286C —

85°020€ —

18°002€ —
§s€'9zee —

Sh'EEEE —

L

— ¢1'q

wﬁﬁ.m

w [a%4
W To'e

Figure S99. 'H NMR spectrum (DMSO-d6, 400 MHz) of derivative 18a.
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Figure S100. 3C NMR spectrum (DMSO-d6, 100 MHz) of derivative 18a.
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Figure S101. DEPT spectrum (DMSO-d6, 100 MHz) of derivative 18a.
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Figure S102. 'H NMR spectrum (DMSO-d6, 500 MHz) of derivative 18b.
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Figure S103. 3C NMR spectrum (DMSO-d6, 125 MHz) of derivative 18b.
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Figure S104. DEPT spectrum (DMSO-d6, 125 MHZz) of derivative 18b.

105



MeO

HN

MeO

OMe

19a

us b

SS'T
98T

81'L—
&L

L V
WL~
8L

€8
95058 W
Svess =
£€°658
ocz98

8E'ST6
am.ONm/

v8'226 H/
£5°576~&

v8'LT6 - F

9v°0£6 \

voeger __ —
60°8€6 \

99°056

bE'LS6

1STHOT
616507~
£8'950T —
82°E€90T
sooz01

~ 260

— we

[~ S60

T T T T T T T T T T T
f1 (ppm)

80 79 78 7.7 7.6 75 74 73 72 7.1 7.0 6.9

~ ¢0's

~ 260

— we

W 560

wam.:

960
Fun

W 00'C

f1 (ppm)

Figure S105. 'H NMR spectrum (CDClz, 300 MHz) of derivative 19a.
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Figure S106. 3C NMR spectrum (CDCls, 75 MHz) of derivative 19a.
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Figure S107. DEPT spectrum (CDCls, 75 MHz) of derivative 19a.
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Figure S108. *H NMR spectrum (CDCls, 400 MHz) of derivative 19b.
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Figure S109. 13C NMR spectrum (CDClz, 100 MHz) of derivative 19b.
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Figure S110. DEPT spectrum (CDCls, 100 MHz) of derivative 19b.
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Figure S112. 3C NMR spectrum (CDClz, 100 MHz) of tylophorine (1).
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Figure S113. DEPT spectrum (CDCls, 100 MHz) of tylophorine (1).
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Figure S114. 1H NMR spectrum (CDClz, 400 MHz) of cryptopleurine (2).
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Figure S115. 3C NMR spectrum (CDClz, 100 MHz) of cryptopleurine (2).
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Figure S116. DEPT spectrum (CDCls, 100 MHz) of cryptopleurine (2).
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