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Materials and Methods. Unless otherwise stated, reactions were performed in flame-dried
glassware under an argon or nitrogen atmosphere using dry, deoxygenated solvents. Solvents
were dried by passage through an activated alumina column under argon. Brine solutions are
saturated aqueous sodium chloride solutions. Tris(dibenzylideneacetone)dipalladium(0)
(Pd,(dba),) was purchased from Strem and stored in a glove box until immediately before
use. (S)--BuPHOX and allyl cyanoformate were prepared by known methods."” Pimelic
acid diallyl ester was prepared in a method analogous to the adipic acid esterification
described by Tsuji.”! Alkyl halides, diallyl carbonate, Select-fluor, and pimelic acid were
purchased from Aldrich and used as received. 3-Methylcyclohex-2-en-1-one and cyclohex-
2-en-1-one were purchased from Acros and used as received. Dimethyallyl carbonate was
purchased from Alfa Aesar and used as received. Sodium hydride (NaH) was purchased as a
60% dispersion in mineral oil from Acros and used as such unless otherwise stated. Reaction
temperatures were controlled by an IKAmag temperature modulator.  Thin-layer
chromatography (TLC) was performed using E. Merck silica gel 60 F254 precoated plates
(0.25 mm) and visualized by UV fluorescence quenching, anisaldehyde, KMnO,, or CAM
staining. ICN Silica gel (particle size 0.032-0.063 mm) was used for flash chromatography.
Analytical chiral HPLC was performed with an Agilent 1100 Series HPLC utilizing a Chiralcel
O], AD, or OD-H column (4.6 mm x 25 cm) obtained from Daicel Chemical Industries, Ltd
with visualization at 254 nm. Analytical chiral GC was performed with an Agilent 6850 GC
utilizing a G-TA (30 m x 0.25 mm) column (1.0 mL/min carrier gas flow). Optical rotations
were measured with a Jasco P-1010 polarimeter at 589 nm. 'H and '’C NMR spectra were
recorded on a Varian Mercury 300 (at 300 MHz and 75 MHz respectively), and are reported
relative to Me,Si (8 0.0). Data for '"H NMR spectra are reported as follows: chemical shift (8

ppm) (multiplicity, coupling constant (Hz), integration). IR spectra were recorded on a
Perkin Elmer Paragon 1000 spectrometer and are reported in frequency of absorption (cm™).
High resolution mass spectra were obtained from the Caltech Mass Spectral Facility.

















































































