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I EXPERIMENTAL PROCEDURES 

I.2  General information 
1H NMR Spectra were recorded using a Bruker Avance 400 spectrometer and Bruker Avance 

300 spectrometer at 400 MHz and 300 MHz respectively, using residual protonated solvent as a 

reference for internal lock. The chemical shift information (!H) for each resonance signal are 

given in units of parts per million (ppm) relative to tetramethylsilane (TMS) where !H TMS = 

0.00 ppm, or to residual (protonated) solvent. The number of protons (n) for a reported resonance 

signal are indicated by nH from their integral value and their multiplicity is reported with their 

coupling constants (J) quoted in Hz. Coupling constants are determined by analysis using 

iNMR® and Topspin®. 
13C NMR Spectra were recorded using a Bruker Avance 300 and Bruker Avance 400 

spectrometer using the PENDANT sequence at 75.5 MHz and 100 MHz respectively with 

internal deuterated solvent lock. The chemical shift information (!C) for each resonance signal is 

given in units of parts per million (ppm) relative to tetramethylsilane (TMS) where !C TMS = 

0.00 ppm, or to the relevant solvent. 
19F NMR Spectra were recorded using a Bruker Avance 400 spectrometer at 282 MHz. The 

chemical shift information (!F) for each resonance signal are given in units of parts per million 

(ppm) relative to trichlorofluoromethane (CFCl3) where !F = 0.00. 

HPLC was performed on either a Varian ProStar or Gilson apparatus, using a CHIRALPAK 

OD-H, AD-H or AS-H silica column, 0.46 cm ! ! 25 cm, using hexane and isopropanol as 

eluents. 

 

 

 

 

 

 

 

 

 

 

 

 

S2 



Supplementary Information 

 

 

 

I.2 Known Substrates and Rearrangement Products 

Known azlactone precursors, carbonate substrates and their C-carboxyazlactone isomers were 

prepared following literature procedures with physical and spectroscopic data in agreement with 

the literature,1-5 which can be found at the following references. Spectroscopic data of purified 

materials were used to identify product distributions in crossover experiments. 

 
 

R OR' Carbonate C-Carboxy 
azlactone Reference 

 
Bn 
Bn 
Bn 
Bn 
Me 

n-Bu 
i-Bu  
Ph 

4-PhOCO2C6H4CH2 
CH2CH2SMe 

i-Pr 
Me 
Me 

 

 
OPh 
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OBn 

OCMe2CCl3 
OPh 
OPh 
OPh 
OPh 
OPh  
OPh 
OPh 
OMe 

OCMe2CCl3 
 

 
4 
11 
12 
13 
23 
24 
25 
26 
27 
28 
29 
37 
39 

 
5 
17 
18 
19 
30 
31 
32 
33 
34 
35 
36 
38 
40 

 
1 
1 
2 
2 
3 

2,4 
2 
2 
3 
2 
2 
2 
2 

 

Literature procedures were used for the preparation of compounds 2,1 6,1 7,1 9,1 10,1 475 and 48,6 

giving analytical and spectroscopic data in accordance with the literature. 
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