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The following supporting information is available:

· []D20 measurements for compounds 4, 5 and 11.

· analytical data for 11.
Optical rotations were obtained using a Perkin Elmer 141 polarimeter using a 1dm cell of 1mL capacity. For reaction of 5 with NH3, []D20 measured before and after reaction indicated no racemisation. The optical purity of other compounds was not assessed.
	Compound


	[]D20

	4


	+2.7 (c 0.50 in H2O)

	5


	-13.0 (c 2.01 in CH2Cl2)

	11


	-5.0 (c 0.88 in CH2Cl2)


Analytical data for –diethoxyphosphoryl–N,N–bis(tert-butyloxycarbonyl)–L–asparagine tert–butyl ester 11. D25 – 5.0 (c 0.88 in CH2Cl2); max (oil)/cm–1 3122 (CONH), 2981 (C–H), 2934 (C–H), 2256 (N–CO), 1734 (C=O), 1725 (C=O), 1234 (P=O); H (300 MHz, CDCl3) 8.32–8.08 (1H, bs, NH), 5.38 (1H, dd, 3JHH 4.5, 3JHH 7.7, CH), 4.25–4.05 (4H, m, 2 ( OCH2), 3.29 (1H, dd, 2JHH 16.0, 3JHH 7.5, CH), 2.60 (1H, dd, 2JHH 16.0, 3JHH 4.5, CH), 1.51 (18H, s, 2  BOC), 1.44 (9H, s, tBu), 1.37 (6H, t, 3JHH 5.5, 2 CH3); P (121 MHz, CDCl3, {1H}) –1.8 (s); C (75 MHz, CDCl3) 171.4 (d, 2JCP 38, CO–NH–P), 168.9 (CO2tBu), 151.9 (tBuCO2N), 83.2 (C(CH3)3), 81.8 (C(CH3)3), 64.0 (d, 2JCP 6, OCH2), 63.9 (d, 2JCP 5, OCH2), 55.3 (CH), 36.3 (d, 3JCP 9, CH2), 28.0 (N–(CO2C(CH3)3), 27.8 (CO2C(CH3)3), 16.1 (d, 3JCP 3, CH2CH3), 16.0 (d, 3JCP 3, CH2CH3); m/z (CI) (relative intensity) 525 ((M(H+, 1%), 425 ((M – BOC + H(H+, 12), 369 ((M – BOC – C4H9 + 2H(H+, 74), 341 ((M – BOC – C4H9 – C2H5 + 3H(H+, 20), 325 ((M – 2BOC + 2H(H+, 12), 313 ((M – 2BOC – C2H5 + 3H(H+, 22), 269 ((M – 2BOC – C4H9 + 3H(H+, 20), 251 ((M – 2BOC – C4H9 – C2H5 + 4H(H+, 28), 180 ((CONHP(O)(OCH2CH3)2(+, 18), (Found [M - BOC + H]H+, 425.2041. C17H34N2O8P  requires m/z 425.2053).
