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TasrE I. One hundred-megahertz NMR shifts of Radical 1.

- , Hydroxylamine )

Proton Shift* (Hz) Linewidth (Hz)  chemical shifts® Calculated a; (Oe)
OCH; +2690 830 378 —0.33
p-Aromatic +1020 240 700¢ —0.16
+Butyl ) —420 90 110 +0.08

a From internal CH:Cls. ¢ This value is estimated, as the NMR spectrum is a series of broad lines.

® From TMS.
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Fig 4. F NMR spectra of t-butyl-3-F-phenyl.nitroxide and t-butyI-S-F-Z-Me-pher.lyl nitroxide. The Fig 5. 'H NMR spectrum of t-butyl-5-F-2-Me-phenyl
figure shows the effect of ortho-substitution on the direction of the F-shifts. nitroxide.
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@ Table 1. Hyperfine splitting constants (gauss) obtained for ArNO-t-Bu by ESR and NMR spectroscopy
5 3
4
Spectro-
scopic
Compound method an a; a; a, as a Acnu
12-6=H ESR* 130 19 0-8 19 0-8 19
- NMR -1-82 +0-87 ~1-82 +0-87 —-1-82 -0-093

A. R. Forrester and S. P. Hepburn, J.C.S. Perkin |, 1974, 2208.
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FIGURE 2 N.m.r. spectra of biphenyl-4-yl t-butyl nitroxide
(asterisks denote peaks due to diamagnetic impurity) {13} (14)
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" Table 1. ENDOR Spectra and Hfs Constants of Aminoxyl Radicals

Radical Structure ENDOR Spectra Hfsc/10” 4T 5-7)
(in toluene; -70°C) ENDOR NMR
2,2,6,6-Tetramethyl- HOH 0.48(CH,)  -0.48(BCH,)
piperidine-l-oxyl-4-ol
(. TEMPOL ) 0.40(CH3) -0.45(GC33)

§

0.25(CH,)  -0.31(BCH,)
+0.07 (YCH)

1MHz ~0.02 (aCHy)
2,2,6,6~Tetramethyl-

[o]
piperidine-l-oxyl—-4-one
{ TEMPONE ) _ 0.13 =0.12(aCH,)
N .
0 -0.02(BCH,)
2,2,6,6-Tetramethyl- )(l
B lqine-1-oxyl N 0.37(CH,)  =-0.39(BCH,)
‘ 0 0.18(CH;)  -0.23(aCH,)
+0.18 (YCH,)

2,2,5,5-Tetramethyl-

pyrrolidine-l-oxyl- CONHe
3~carboxamide 0.32
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FIGURE 2. LlH-ENDOR (a) and TRIPLE (b) spectra of m-PBPM
observed at 4.2k when the ESR line B+ was monitored with the
external magnetic field parallel to the b axis of the
benzophenone-d,y host crystal. The free proton NMR frequency
VN4 Was 17.7607 - MHz.
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