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Screening of the Modification Reaction of Model Compound

Cross Metathesis Reaction
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Suzuki Miyaura Coupling via Hydroboration of 9-BBN
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Thiol-ene Reaction
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Screening of the Reaction Conditions of Thiol-ene reaction using DMPA as Radical Initiator

C1oH,3SH (2.0 eq.) S
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Ph N Ph toluene Ph/\l}l)J\Ph
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93% ee
entry thiol DMPA concentration reaction time  'H NMR yield ee
(eq.) (mol%) ¢ (M) of allylic (h) (%)?® (%)
compound
1 1.2 5 1.0 16 65 -
2 1.2 20 1.0 16 83 -
3 1.2 20 0.50 16 69 -
4 2.0 20 1.0 16 quant. 92
5 2.0 20 1.0 1 91 -
64 4.0 20 1.0 1 quant. 92

¢ The equivalents and mol% was relative to C=C of poly-1A. ®* The NMR yield was determined from

the integral intensity of the "H NMR signals of the crude product.



Solubility of Polymers
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poly-2Aa poly-2Ab poly-2Ac

O
HCI
HO\/\SH HO)]\/\SH IPrZN\/\SH
poly-2Ae poly-2Af poly-2Ai

polymer C¢Fs Cyclohexane CHCl; THF MeCN MeOH Water

poly-1A - _ 4 N ~ B -
poly-2A(3a) - + + " B B _
poly-2A(3b)  + — + + _ ~ B
poly-2A(3¢) N.D. - + + + _ ~
poly-2A(3e) N.D. _ + + _ + _

+ (EtOH)

poly-2A(3f) N.D. _ _ + B N B
poly-2A(3i) N.D. - + _ + N N

@ Symbols: + soluble, + partly soluble, — insoluble [(polymer, 1.0 mg) / (solvent, 1.0
mL)].



NMR Analysis
'H NMR of (R)-4-[1-(N-methoxybenzamido)allyl]-V-methoxy-/N-methylbenzamide (4)
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(R)-4-[3-(dodecylthio)-1-(/N-methoxybenzamido)propyl]-/N-methoxy-N-methylbenzamide (5a)
'H NMR
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(8)-4-[3-(dodecylthio)-1-(/N-methoxybenzamido)propyl]-N-methoxy-N-methylbenzamide (Sb)

TH NMR
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TH NMR of poly-2A(3a)
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poly-2A(3b)
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poly-2A(3e)
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poly-2A(3g)
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HPLC analysis of 4
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FPeak Retention Time Area High Area Percent
1 23.530 2604380 65805 4.168
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HPLC analysis of Sa
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4. UV and CD Spectra
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Fig. S1. CD and UV spectra of poly-2A(3a) in CHCI;, THF, ethyl acetate (AcOEt), and cyclohexane
(Cy) at 25 °C.
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Fig. S2. CD and UV spectra of poly-2A(3a), and poly-2A(3b), poly-2A(3c), poly-2A(3e), poly-
2A(3g), poly-2A(3g), poly-2A(3h), and poly-2A(3j) in CHCl;, THF, ethyl acetate (AcOEt), and
cyclohexane (Cy) at 25 °C.



