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In recent years, organic chemists have appeared to treat 'H NMR data not cautiously. Before present-
ing TH NMR data,' we must overcome the two tedious problems: (1) how to measure a peak position accu-
rately, and (2) how to analyse a signal pattern. In fact, a description such as "6 4.38 (CHOH, t, J = 3) in
CDCl," is not so much informative for the reader unless the accuracies are noted. Accuracies and precisions
of 'TH NMR data are dependent upon the kind of the instrument used, the measurement procedure and the
method of the signal analysis.

Quite recently, Sandhu, Mago and Wakefield? have made the following comment on our recent paper’
in which we discussed the Hammett relationships of chemical shifts of the imidoyl proton H_ in 4'- (series I)
and 4-substituted N-benzylideneanilines (series II): they suggest that our chemical shift measurements may
not be accurate to § £0.01; (2) even if the data might be sufficiently accurate, they do not believe the
Hammett correlation obtained with only five data of such small ASH values as in series II; (3) CDCl3 may
not be a solvent suitable for the present purpose; and (4) their NMR measurements on series Il and 4-sub-
stituted 4'-methoxy-N-benzylideneanilines in CCl, did not reveal any Hammett correlations for SHCI values.

Therefore, we have re-examined the signal positions of this H, singlet in series I and II in C4H;; and
CCl, as well as CDCly; the results are shown in the TABLE. The qu data newly obtained in CDCl; agree

well with those previously reported.’ However, our SH values in CCl, considerably differ from their
a
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values.2 Furthermore, similar Hammett qu values having a positive sign were obtained for series II in the
three solvents. We don't think that CCl, is a good solvent for a Hammett analysis; it is not an inert
solvent* as well as CDCl;.5 Further, we think that the analysis employing the five data obtained with

the typical substituents are sufficiently significant.$

We feel that the Sandhu, Mago and Wakefield data on 6., might be inaccurate, although we cannot

Hq
easily criticize them because they do not state any experimental procedures as well as accuracies or
precisions, and even the instrument used.Z Even though their data might be enough accurate, the 4-sub-
stituted 4'-methoxy series belongs to a m-conjugation system different from series II, and therefore, it is
not necessary to have a positive qu. Conversely speaking, the very small variations in the SHG values
for this series as well as those observed by other workers” can further support our discussion reported in the
following paper .8

TH NMR spectral measurement procedures were as follows. The spectra at 60 MHz were measured
with a Varian A-60A spectrometer at ordinary probe temperature (38°). Calibrations of the spectrometer
were performed by the side-band technique using a Hewlett-Packard 200CD audio-oscillator and an HP-
521C electronic counter. For avoiding a change in the instrumental condition of stability during an about
500 Hz sweep from the H, to TMS signal (sweep rate, 1 Hz/sec), the H, signal position was measured from
an about 490 Hz downfield side-band of the TMS signal modulated by the audio-oscillator: the side-band
frequency was measured by the electronic counter with an accuracy to 0.1 Hz. The accuracies and
precisions of 8 are about £0.01. The NMR spectra at 100 MHz were taken with a Varian HA-100 spectro-
meter at ordinary probe temperature (30°) in the frequency-swept and internal-TMS-locked mode (sweep
rafe; 0.5 Hz/sec). The H, signal position was, several times, measured by the direct reading of the
signal peak from the internal-TMS lock using a Hewlett-Packard 5212A electronic counter with a precision
to £0.2 Hz. We think the accuracies of & are about £0.00;. Discrepancies between the & values observed

at 60 and 100 MHz are generally seen for most spectrometers.’
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