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General Methods. Unless stated otherwise, all reactions were carried out in 

flame-dried glassware under a dry argon atmosphere. All solvents were purified and 

dried according to standard methods prior to use.  

1
H and 

13
C NMR spectra were recorded on a Varian instrument (300, 400 MHz 

and 75, 100 MHz, respectively) and internally referenced to tetramethylsilane signal 

or residualprotio solvent signals. Data for 
1
H NMR are recorded as follows: chemical 

shift (δ, ppm), multiplicity (s = singlet, d = doublet, t = triplet, m = multiplet or 

unresolved, br = broad singlet, coupling constant(s) in Hz, integration). Data for 
13

C 

NMR are reported in terms of chemical shift (δ, ppm). 

The Trost ligands
1
, the substituted phenol amines and (E)-4-bromo-but-2-enyl 

methyl ester
2

 were prepared according to the reported procedures. 
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General Procedure for Synthesis of the Substituted Allylic Carbonates 

 

Substrates 1a-j, 1o were prepared according to the previously reported methods 

(refer to: Org. Lett. 2012, 14, 2579.). 

To a solution of the substituted phenol amine (2.0 mmol, 1.0 equiv) and Et3N 

(0.33 mL, 2.4 mmol, 1.2 equiv) in dry THF (25 mL), carbonic acid 

(E)-4-bromo-but-2-enyl methyl ester (836 mg, 4.0 mmol, 2.0 equiv) was added at 

0 °C. The ice bath was then removed and the reaction mixture was stirred at room 

temperature for 6-12 h. After the reaction was complete (monitored by TLC), the 

crude reaction mixture was filtrated through a pad of celite and washed with EtOAc. 

The solvents were removed under reduced pressure. The residue was purified by silica 

gel column chromatography (PE/EA = 6/1) to afford the desired product 1. 
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General Procedure for Palladium-Catalyzed Intramolecular Enantioselective 

Allylic Alkylation Reaction 

 

To a flame-dried Schlenk tube under argon, Pd2(dba)3 (6.9 mg, 0.0075 mmol, 2.5 

mol %), (1R, 2R)-DACH-phenyl Trost ligand (L2) (12 mg, 0.018 mmol, 5.5 mol%), 

toluene (1 mL) was added. The reaction mixture was heated at 50 °C for 30 min, after 

that allyl carbonate 1 (0.30 mmol, dissolved in 1.0 mL toluene) was added. The 

reaction mixture was stirred at 50 °C. After the reaction was complete (monitored by 

TLC), the crude reaction mixture was filtrated through a pad of celite and washed 

with EtOAc. Then the solvent were removed under reduced pressure. The 2/3 ratio 

was determined by 
1
H NMR of the crude reaction mixture. Then the residue was 

purified by silica gel column chromatography (PE/EA = 8/1) to afford the desired 

products 2 and 3. 
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Copies of NMR Spectra and HPLC 
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