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I.   Table S1. The effect of sulfonium salt (1) age on the yield of DMA esterification of 3ca,b 

 
 

 
 
 
 

Na2CO3, 10 mol% CuBr

CH2Cl2, rt

SMe2 BF4

(3 days - 5 months old)

Fmoc-Ala-ODMA

4c
(ɣ-substituted product)

Fmoc-Ala-OH

3c

1

Sulfonium salt (1) age   Yield, % ɣ / αc  mp (ºC)d 

 3 days 88 97 / 3 64-66 
 2.5 months 89 96 / 4 62-64 
 5 months 84 97 / 3 61-63 

a Sulfonium salt 1 stored at -20 ºC throughout period explored.  b Reactions performed on 
0.25 mmol scale using optimized conditions. c ɣ / α product ratio was determined by 1H 
NMR integration. d Melting point of 1 recorded during same period that stability was 
explored. 
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II.  Prenyldimethylsulfonium tetrafluoroborate (1) 1H NMR stability studies 

-0.50.00.51.01.52.02.53.03.54.04.55.05.56.06.5
f1	(ppm)

Freshly prepared 

2 months 

3 months 

5 months 

8 months 

Figure S1. 1H NMR (300 MHz, CDCl3) 

SMe2 BF4

(1) 
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III.  1H and 13C NMR Spectra 
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Figure S2. 1H NMR (500 MHz, CDCl3) 
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Figure S3. 13C NMR (125 MHz, CDCl3) 
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Figure S4. 1H NMR (500 MHz, CDCl3) 
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Figure S5. 13C NMR (125 MHz, CDCl3) 
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Figure S6. 1H NMR (500 MHz, CDCl3) 
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Figure S7. 13C NMR (125 MHz, CDCl3) 
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Figure S8. 1H NMR (500 MHz, CDCl3) 
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Figure S10. 1H NMR (500 MHz, CDCl3) 
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Figure S12. 1H NMR (500 MHz, CDCl3) 
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Figure S14. 1H NMR (500 MHz, CDCl3) 
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Figure S15. 13C NMR (125 MHz, CDCl3) 
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Figure S16. 1H NMR (500 MHz, CDCl3) 
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Figure S24. 1H NMR (500 MHz, CDCl3) 
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Figure S31. 1H NMR (400 MHz, CDCl3) 
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Figure S32. 1H NMR (400 MHz, CDCl3) 
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IV.  UPLC-MS Chromatograms 
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Figure S34. UPLC-MS chromatogram of 13b 
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Figure S33. UPLC-MS chromatogram of 13a 
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H-Glu(tBu)-Ala-(BAL-NH2)-Leu-OR 
*R = H; **R = DMA 
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Figure S36. UPLC-MS chromatogram of 13c 
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Figure S35. UPLC-MS chromatogram of 13b using short (3 min) piperidine-promoted Fmoc deprotection at dipeptide stage 
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 Figure S38. UPLC-MS chromatogram of 13e 
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Figure S37. UPLC-MS chromatogram of 13d 
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