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Copies of the NMR spectra

YH/23C-NIMIR COMPOUNGT 28....eviviverieieieeeeee et ettt ettt e e eteeteeseeteese st essesseseesseseessetesseesenseneenes S2

YH/23C-NIMIR COMPOUNGT 2Dttt ettt ettt ettt et et et e et et eseensereeaeere st esensennens S3

YH/23C-NIMIR COMPOUNGT B@...viviviverieiereeeee et et et ettt e et eteeteeseetesse st essesseseessessessetesseesensensenes S4

YH/23C-NIMIR COMPOUNG BB....oiviiiiiiieciieeceeee ettt ettt ettt ettt eseeseeteeaeeaestentensensenis S5

TH/I3C-NIMR COMPOUND SA..eiviiuiiiieieieeie ettt ettt et e sttt e st e e e e st s s bt et s st s este b e sbsentssbeessesbesreeseesres S6

TH/B3C-NIMR COMPOUND 5Bttt ettt ettt e e te st e b e sbesbeesaesaesneestesneeseees S8

TH/B3C-NIMR COMPOUNT SA-L..uiviiieieiieieiie ettt ettt e sttt st s s bt e st s sstestssasestesbeessestesreeseesres S10
S O N1V [ oYy a] o Yo UL g e =1 < S S11
TH/I3C-NIMR COMPOUNT Ba...cvivieiiieieeieite ettt ettt et ettt e st e sb e se e st s sbae st e stses e tesbeentesbeesesbesreeseesres S12
TH/B3C-NIMR COMPOUND BB....vieiiiiieieiecieceeeete ettt ettt te st bt e sbesbeesessaesnaeatesneeseees S13
TH/I3C-NIMR COMPOUNT Z.1.eiviieiiiieieieeie sttt ettt ettt et e st e e e st s s bt e st s es et s sbsestesbe e s e sbesreeseesres S14
TH/B3C-NIMR COMPOUNT 7Bttt sttt et ettt tesae bt e sbesbsesessaesneeatesneeseees S15
S O N1V [ oY aa] o Yo UL g e iy £ Tt T S16
S O N1V [ oYy a] o Yo U g e iy 4 1 AR S17
YH/23C-NIMIR COMPOUNGT 8@....viviveiieieieeeeee ettt ettt e ettt e eteeteeseeteese st e s esseneessessessetessessenseneenes S18
YH/23C-NIMIR COMPOUNG 8.ttt ettt ettt et ettt et eseessereeteetesaetensennenis S19
YH/23C-NIMIR COMPOUNGT 8C...vvvrectetieeeeeee ettt ettt ettt et ete et eaeete st et enseseessereeaeeseseesensensens S20
YH/23C-NIMIR COMPOUNT D@....viviverieieieieee ettt ettt ettt e e eteeteeteete st e st et esseseessessessetessessenseneenes S21
YH/23C-NIMIR COMPOUNT OBttt ettt et ettt ettt et ese s eteeaeeteetetensensenis S22
YH/23C-NIMIR COMPOUNT OC ...vviviriceitieeeeeeeee et ettt ete et eae e eteeveeseeteste et enseseensereeseeseseensensensens S23
YH/23C-NIMIR COMPOUNT O.......ooviviivitieecieeeeeete ettt ettt ve et ete et e s eseeseereeaeeaestensensensens S24
YH/23C-NIMIR COMPOUNT D@.....evvveeeteieee ettt ettt ettt et teeae et e st et esseneesseseessesessensenseneenes S25
YH/23C-NIMIR COMPOUNT Of ...ttt ettt ettt ettt et s eteereeteeteaeesensensenes S26
LH/23C-NIMIR COMPOUNT DG ...vvvveceecteceeeteeeeeete ettt ettt eeaeeteeteeteebesse et ensessensesseneeseeressensenes S27
TH/B3C-NMR COMPOUNT L0 .....ueiviiriiiiieiiticcee ettt ettt e e st e b e seesteesaestesrsestesaeeneestssneeesaees S28
TH/B3C-NMR COMPOUNT 10D ......oeoiiiriieiiiie ettt ettt ettt ettt sttt e st et esbeetesteeneesaesraeneesnes S29
TH/B3C-NIMR COMPOUNT LOC ....c.veiiiieiieiiite ettt ettt ste st ese e ste et et s s st et s stees e tesbeesbestseseesresraeseesnes S30
R O N1V [ oYy a] o Yo U g e e - H T S31
TH/BC-NMR COMPOUND LLB...ooviiiiieiceiccee ettt sttt ettt sttt sb e et s beeneesaesraenaesres S32
A O N1V [ oYy ] o Yo U g e e K TR S33
R O N1V [ oYy aT o Yo U g Te e X« I S34
S O 1Y [ oYy a] o Yo 0T g e e =R S35
S O N1V [ oYy a] o Yo U g Te e K 2T S36

S1



Copies of NMR spectra

{(4R,6S,7R,9R,115)-4-[(4S,5S)-4,5-Dicyclohexyl-1,3,2-dioxaborolan-2-yl]-6-[ (4-methoxybenzyl)oxy]-
7,9,11-trimethyl-12-(trityloxy)dodec-1-yn-1-yl}trimethylsilane (2a)

1H-NMR (400 MHz, CDCl5)
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(4s,55)-4,5-Dicyclohexyl-2-{(4R,6S,7R,9R,115)-6-[(4-methoxybenzyl)oxy]-7,9,11-trimethyl-12-

(trityloxy)dodec-1-en-4-yl}-1,3,2-dioxaborolane (2b)

'H-NMR (400 MHz, CDCls)

.0
SL0
8.0
610

eLl
m_.@.
m:._.\.

€L'¢
78>
9.°¢

Ty
0’ o N
'y \

vy = o
68°F

68°F

16°F o

6 O\A v|\
vevd /

66'F
66'F

PG~

1S
6L'G O

18°G

/

—

0.980.99 1.030.98 3.102.01 0.98 1.

089
28’9
6l°L
FNKW =

U

Hod U

-0.5

7.5 7.0 6.5 6.0 55 5.0 45 4.0 35 3.0 25 2.0 1.5 1.0 0.5
Chemical Shift (ppm)

8.0

13C-NMR (100 MHz, CDCls)

ge'6zL
e LEl
99'8eL—

LS YYlL—

6885 1—

20

40

140 120 100 80
Chemical Shift (ppm)

160

180

S3



(4R,6S,7R,9R,115)-6-[(4-Methoxybenzyl)oxy]-7,9,11-trimethyl-1-(trimethylsilyl)-12-(trityloxy)dodec-
1-yn-4-ol (3a)

'H-NMR (400 MHz, CDCls)
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(4R,6S,7R,9R,115)-6-[(4-Methoxybenzyl)oxy]-7,9,11-trimethyl-12-(trityloxy)dodec-1-en-4-ol (3b)

1H-NMR (400 MHz, CDCl5)
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(4R,6S,7R,9R,115)-6-[(4-Methoxybenzyl)oxy]-7,9,11-trimethyl-1-(trimethylsilyl)-12-(trityloxy)dodec-
1-yn-4-yl (R)-3-[4-(allyloxy)-3-iodophenyl]-2-[(tert-butoxycarbonyl)(methyl)amino]propanoate (5a)

'H-NMR (500 MHz, 373 K, DMSO-De)

J I ! | i
T‘“"Jﬁ—.-—#u e e e e e e e L el D Q—L"t
1.03 5.95 6.00 5.02 3.00 1.00 1.05 1.04 1.07 1.03 2.20 3.22 0.99 1.16 3.07 1.05 3.07 1.91 1.15 3.28 1.36 1.99 9.05 1.22 3.16 3.30 3.18 3.09 9.22
b v 0w L O e O O N
8.0 75 7.0 6.5 6.0 55 5.0 45 4.0 35 3.0 25 2.0 1.5 1.0 0.5 0 -0.5
Chemical Shift (ppm)

H
w
O
=2
<
>
ey
N
>l
<
I
‘N
w
9
=
o
<
n
Q@
|w)
i

< N~ — WONOW WO NN
N NNORKON~O© STONOANLNOYE N DONTNONMONNOTO=IDOWONOTNDO
[} OOLTNOAN-TODONNOCOOANN ¥ INTROUENIOONOXOUM«——OF VWA ©
© DVWODFTOOOOANNNNT=—O O WONDIDOIINDNSTOODHIDOR-—ONTONG S
e I R R Rk o e O ONNOOOODUOFTITONONOOMON®NNN — —
| SNV S ew =R Y s S ) e R eeee———
0/
| |
\
S
R
6 x O |
Qj*
\/\0 /NYO
[ | XO
o]
. Sy .
|
| o I I
| | |
|
! |
| | |
I '
| | |
' |
|) | |
[
AI " \ " 1 [T I N
L B o o L o o e S e e
180 160 140 120 100 80 60 40 20

Chemical Shift (ppm)

S6



IH-NMR (500 MHz, CDCl3)
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(R)-3-

(4R,6S,7R,9R,115)-6-[(4-Methoxybenzyl)oxy]-7,9,11-trimethyl-12-(trityloxy)dodec-1-en-4-yl
[4-(allyloxy)-3-iodophenyl]-2-[(tert-butoxycarbonyl)(methyl)amino]propanoate (5b)
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H-NMR (400 MHz, CDCls)
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(4R,6S,7R,9R,115)-12-Hydroxy-6-[(4-methoxybenzyl)oxy]-7,9,11-trimethyl-1-(trimethylsilyl)dodec-
1-yn-4-yl (R)-3-[4-(allyloxy)-3-iodophenyl]-2-[(tert-butoxycarbonyl)(methyl)amino]propanoate (5a-
1)
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(4R,6S,7R,9R,11S)-12-Hydroxy-6-[(4-methoxybenzyl)oxy]-7,9,11-trimethyldodec-1-en-4-yl (R)-3-[4-

(allyloxy)-3-iodophenyl]-2-[(tert-butoxycarbonyl)(methyl)amino]propanoate (5b-1)

'H-NMR (500 MHz, 373 K, DMSO-De)
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(25,4S,6R,7S,9R)-9-({(R)-3-[4-(Allyloxy)-3-iodophenyl]-2-[(tert-butoxycarbonyl)(methyl)amino]-
propanoyl}oxy)-7-[(4-methoxybenzyl)oxy]-2,4,6-trimethyl-12-(trimethylsilyl)Jdodec-11-ynoic  acid
(6a)
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(25,4S,6R,7S,9R)-9-({(R)-3-[4-(Allyloxy)-3-iodophenyl]-2-[(tert-butoxycarbonyl)(methyl)amino]-
propanoyl}oxy)-7-[(4-methoxybenzyl)oxy]-2,4,6-trimethyldodec-11-enoic acid (6b)

'H-NMR (500 MHz, 373 K, DMSO-De)
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(4R,6S,7R,9S,115)-12-{[2-(tert-Butoxy)-2-oxoethyl]amino}-6-[(4-methoxybenzyl)oxy]-7,9,11-

trimethyl-12-oxo-1-(trimethylsilyl)dodec-1-yn-4-yl (R)-3-[4-(allyloxy)-3-iodophenyl]-2-[(tert-butoxy-

carbonyl)(methyl)amino]propanoate (7a)

'H-NMR (500 MHz, CDCls)
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(4R,6S,7R,9S,115)-12-{[2-(tert-Butoxy)-2-oxoethyl]Jamino}-6-[(4-methoxybenzyl)oxy]-7,9,11-tri-
methyl-12-oxododec-1-en-4-yl (R)-3-[4-(allyloxy)-3-iodophenyl]-2-[(tert-butoxycarbonyl)(methyl)-
amino]propanoate (7b)

'H-NMR (500 MHz, 373 K, DMSO-De)
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(3R,95,11S,13R,14S,16R)-3-[4-(Allyloxy)-3-iodobenzyl]-14-hydroxy-4,9,11,13-tetramethyl-16-[3-
(trimethylsilyl)prop-2-yn-1-yl]-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (7a-1)

'H-NMR (400 MHz, CDCls)
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(3R,95,11S5,13R,14S5,16R)-16-allyl-3-[4-(allyloxy)-3-iodobenzyl]-14-hydroxy-4,9,11,13-tetramethyl-1-

oxa-4,7-diazacyclohexadecane-2,5,8-trione (7b-1)

'H-NMR (400 MHz, CDCls)
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(3R,95,11S5,13R,14S5,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetramethyl-16-[3-

(trimethylsilyl)prop-2-yn-1-yl]-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (8a)

'H-NMR (400 MHz, CDCls)
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(3R,95,11S5,13R,145,16R)-16-Allyl-14-hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetramethyl-1-

oxa-4,7-diazacyclohexadecane-2,5,8-trione (8b)

CDCl3)

'H-NMR (500 MHz,
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(3R,95,11S5,13R,14S5,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetramethyl-16-(prop-2-
-NMR (500 MHz, CDCls)

yn-1-yl)-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (8c)
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(3R,95,115,13R,14S,16R)-16-[(1-Benzyl-1H-1,2,3-triazol-4-yl)methyl]-14-hydroxy-3-(4-hydroxy-3-

iodobenzyl)-4,9,11,13-tetramethyl-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (9a)

'H-NMR (500 MHz, CDCls)
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(3R,95,11S5,13R,14S5,16R)-14-hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetramethyl-16-((1-
pentyl-1H-1,2,3-triazol-4-yl)methyl)-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (9b)

'H-NMR (500 MHz, CDCls)
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methyl-2,5,8-trioxo-1-oxa-4,7-diazacyclohexadecan-16-yllmethyl}-1H-1,2,3-triazol-1-yl)acetate (9c)

Benzyl 2-(4-{[(3R,9S,11S5,13R,14S,16R)-14-hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetra-

'H-NMR (500 MHz, CDCls)
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2-{2-[2-(4-{[(3R,95,115,13R,14S,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetra-
methyl-2,5,8-trioxo-1-oxa-4,7-diazacyclohexadecan-16-yllmethyl}-1H-1,2,3-triazol-1-yl)ethoxy]-
ethoxy}acetic acid (9d)

'H-NMR (500 MHz, DMSO-De)
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(3R,95,115,13R,14S5,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-16-((1-(2-(2-(2-hydroxy-
ethoxy)ethoxy)ethyl)-1H-1,2,3-triazol-4-yl)methyl)-4,9,11,13-tetramethyl-1-oxa-4,7-diaza-
cyclohexadecane-2,5,8-trione (9e)

'H-NMR (500 MHz, CDCls)
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tert-Butyl (2-{2-[2-(4-{[(3R,95,115,13R,14S,16R)-14-hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-
tetramethyl-2,5,8-trioxo-1-oxa-4,7-diazacyclohexadecan-16-ylJmethyl}-1H-1,2,3-triazol-1-yl)etho-
xy]ethoxy}ethyl)carbamate (9f)

'H-NMR (500 MHz, DMSO-De)
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tert-Butyl [2-(2-{2-[2-(4-{[(3R,9S,115,13R,14S,16R)-14-hydroxy-3-(4-hydroxy-3-iodobenzyl)-
4,9,11,13-tetramethyl-2,5,8-trioxo-1-oxa-4,7-diazacyclohexadecan-16-yllmethyl}-1H-1,2,3-triazol-1-
yl)ethoxy]ethoxy}ethoxy)ethyl]carbamate (9g)

'H-NMR (500 MHz, DMSO-De)
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(3R,95,11S5,13R,14S5,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetramethyl-16-(3-

phenylprop-2-yn-1-yl)-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (10a)

CDCl3)

'H-NMR (500 MHz,
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(3R,95,11S5,13R,14S5,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-16-[3-(4-methoxyphenyl)prop-2-
yn-1-yl]-4,9,11,13-tetramethyl-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (10b)
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(3R,95,11S5,13R,14S5,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetramethyl-16-[3-(4-
nitrophenyl)prop-2-yn-1-yl]-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (10c)

'H-NMR (500 MHz, CDCls)
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(3R,95,11S5,13R,14S5,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-16-{3-[(2-hydroxyethyl)thio]-
propyl}-4,9,11,13-tetramethyl-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (11a)

'H-NMR (500 MHz, CDCls)
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(3R,95,11S5,13R,14S5,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetramethyl-16-[3-
(pentylthio)propyl]-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (11b)

'H-NMR (500 MHz, CDCls)
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(3R,95,115,13R,14S5,16R)-16-[3-(Benzylthio)propyl]-14-hydroxy-3-(4-hydroxy-3-iodobenzyl)-

4,9,11,13-tetramethyl-1-oxa-4,7-diazacyclohexadecane-2,5,8-trione (11c)

'H-NMR (500 MHz, CDCls)
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2-({3-[(3R,95,115,13R,145,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetramethyl-

2,5,8-trioxo-1-oxa-4,7-diazacyclohexadecan-16-yl]propyl}thio)acetic acid (11e)

'H-NMR (500 MHz, CDCls)
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S-{3-[(3R,95,115,13R,145,16R)-14-Hydroxy-3-(4-hydroxy-3-iodobenzyl)-4,9,11,13-tetramethyl-2,5,8-
trioxo-1-oxa-4,7-diazacyclohexadecan-16-yl]propyl} ethanethioate (11f)

'H-NMR (500 MHz, CDCls)
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