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1. General information:

All reactions were carried out under an atmosphere of nitrogen unless otherwise noted.
Solvents were purified and dried by standard procedures before use. Column chromatography
was performed using silica gel (200-300 mesh). '"H NMR and C NMR spectra were recorded on
Bruker-AV (400, 500 and 200 MHz, respectively) instrument internally referenced to
tetramethylsilane (TMS) or chloroform signals. The structures of known compounds were further
corroborated by comparing their 'H NMR, "*C NMR data and MS data with those of literature
values. HR-MS were recorded on a Thermo Finnigan LCQ Advantage Spectrometer in ESI mode
with a spray voltage of 4.8 kV. All chemicals are purchased from Sigma-Aldrich and used

without further purification.



2.Typical procedure for the synthesis of 4-methoxy acetophenone [3a]

A round-bottomed flask was charged with anisole (500 mg, 4.62 mmol, 1 equiv.), glacial acetic
acid (556 mg, 9.26 mmol, 2 equiv.), and P,Os (328 mg, 2.314 mmol), under nitrogen atmosphere
and the whole mixture stirred for 8 h at 80°C. The reaction was then monitored by TLC and after
the completion of reaction; it was quenched with sodium bicarbonate solution. The work-up of
reaction mixture was done CH,Cl, (50 mL) and water (15 mL) to remove traces of phosphoric
acid if any. Organic layer was dried on sodium sulfate; Solvent was removed under vacuum

distillation to furnish 645 mg of 4-methoxyacetophenone.

3. Typical procedure for the synthesis of 4-hydroxvacetophenone [6a]

A round-bottomed flask was charged with phenol (500 mg, 5.319 mmol), glacial acetic acid (638
mg, 10.638 mmol), and P,Os (372 mg, 2.659 mmol), and the whole mixture was stirred for 8 h at
120 °C. The reaction was then monitored by TLC and after the completion of reaction, it was
quenched with sodium bicarbonate solution. The usual work-up of reaction mixture was done
with CH,Cl, (50 mL) and water (15 mL) to remove traces of phosphoric acid if any. Organic
layer was dried on sodium sulfate; the volatiles were removed under reduced pressure. The
residue was purified by column chromatography on silica gel (petroleum ether/ethyl acetate =

20:1) to yield the desired product 6a as off-white solid, 506 mg, yield 70%.



4. Characterization data of products:

'H and °C NMR spectra of products
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