Y

" “© 2003 American Chemical Society, J. Am. Chem. Soc., Zhao ja0212841 Supporting Info Page 1 |

35

3.0 4
2.5 4
2.0 4

15 j\l\'\i\

1.0

Kobsd (103s°1)

05 4

0'0 LU B (L SN B LN N (LARLBL B L N BN BN B BB O

000 005 010 015 020 0.25 0.30 0.35
[LIHMDS] (M)

I. Plot of kopsq vs [LIHMDS] in toluene for the enolization of 1 (0.004 M) by LIHMDS at
—40 °C. The curve depicts the results of an unweighted least-squares fit to kobsa =
a[LIHMDS] +b (a=-1.1+0.6 x 102, b=2.0£ 0.1 x 10?).

I1. Table of data for plot in section 1. )

. [LiHMDS] (M) kopsal (s kobsa2 (s™) kopsa (avg) (s)
0.05 1.76 + 0.03E-3 1.95 + 0.05E-3 1.8+ 0.1E-3
0.10 2.00 £ 0.03E-3 1.98 + 0.02E-3 1.99 + 0.01E-3
0.15 1.81 £ 0.04E-3 1.93 + 0.04E-3 1.87 + 0.06E-3

! 0.20 1.81 + 0.04E-3 1.72 + 0.03E-3 1.76 + 0.04E-3
0.30 1.72 £ 0.03E-3 1.46 + 0.03E-3 1.6 £ 0.1E-3
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III. Plot of kqbsq vs [EtsN] in toluene cosolvent for the enolization of 1-ds (0.004 M) by
LiHMDS (0.10 M) at —78 °C. The curve depicts the results of an unweighted least-
squares fit to kobsa = a[EtsN] / (1 + b[Et;N]) (a = 1.25 + 0.08 x 10%,b=2.2+0.2).

IV. Table of data for plot in section III.

[E6N] (M)

0.05
0.15
0.30
0.60
1.2
1.8
24
3.0
3.6

kobsdl (S-l)

3.8+ 0.1E-4
1.46 = 0.02E-3
2.32 £ 0.04E-3
3.02 £ 0.07E-3
4.0 £ 0.2E-3
4.7+ 0.1E-3
50+ 0.4E-3
4.8 £ 0.2E-3
4.6 + 0.2E-3

S3

kobsd2 (S-l)

34+0.1E-4
1.40 £ 0.02E-3
2.39 £ 0.03E-3

3.2+ 0.1E-3
4.2 +0.1E-3
4.7+ 0.2E-3
42 +0.1E-3
53+0.2E-3
5.0+ 0.1E-3

kobsa (avg) (s)

3.6 +0.3E-4
1.43 +£ 0.04E-3
2.36 + 0.06E-3

3.1+£0.1E-3

4.1 £0.1E-3

4.7+ 0.4E-3

4.6 £ 0.8E-3

5.0+ 0.3E-3

4.8 £0.3E-3
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V. Plot of kopsa vs [LIHMDS] for the enolization of 1-d; (0.004 M) by LiIHMDS in 3.0 M
Et;N/toluene at —78 °C. The curve depicts the results of an unweighted least-squares fit to

kobsa = a[LIHMDS] +b (a=2+3x 10% b=4.8+ 0.4 x 10™).

VI. Table of data for plot in section V.

[LiHMDS] (M) kopsal (s kopsa2 (s) kopsa (avg) (s
0.05 4.7+0.1E-3 4.9+ 0.2E-3 4.8 +0.1E-3
0.10 4.8+ 0.2E-3 5.3+ 0.3E-3 5.0+ 0.3E-3
0.15 5.8+ 0.4E-3 4.4+ 03E-3 5+ 1E-3
0.20 5.3+ 0.2E-3 4.0+ 0.2E-3 4.6 + 0.8E-3
0.25 5.2+ 0.7E-3 4.4+ 02E-3 4.8 + 0.6E-3
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VIL Plot of °Li chemical shift vs [Et;N] for 0.1 M [°Li,*N]LiHMDS in
Et;N/pentane mixture at —60 °C. The curve depicts the results of an unweighted
least-squares fit to y = ax/(1 + bx) + c. The values of the parameters are as

follows:a=-9+1 (ppm'M"),b=K,,=28+3 (M), c=2=1.

VIIL. Enolization rates under non-pseudo-first-order conditions.

LiHMDS 10 kobsa (s
equiv None? Et;N?
20 200 410
2.0 510 260
1.0 340 5

“Enolizations of 1 (1-dp) were carried out using 0.1 M LiHMDS in toluene at -40 °C.
®Enolizations of 1-d; were carried out using 0.1 M LiHMDS in toluene at -40 °C.
Comparisons across the rows are not valid.
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