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In connection with the previous report on the
ethylenediamine conjugate of bis-O-carboxymethyl-
salicylaldehyde- alkylenediimine-copper,2) Reimer-
Tiemann synthesis of the following three 3-carboxy-
alkylsalicylaldehydes IIa, b, c and the synthesis of
their derivatives were made with hydroxyacid Ia,
b, c as the starting material.
Ia (mp 151℃, Found: C, 41.62; H, 3.19%.

Calcd for C8H7O3Br: C, 42.01; H, 3.05%) was
prepared by the bromination of 2-hydroxyphenyl-
acetic acid3) in carbon disulfide solution. IIIa, b, c
were obtained by the reaction of two moles of IIa,b,c,
with one mole of ethylenediamine in ethanolic solu-
tions and IVa, b were obtained by the reduction of
III a, b with sodium borohydride in methanolic
solutions.4) The results are summarised in Table 1.

TABLE 1

Disodium salt of IVb works as a hexadentate
ligand and forms a green copper(II) chelate but does
not form any stable nickel chelate in aqueous solu-
tions of pH 10 (it does not reveal any purple color of
Murexide when added into an aqueous solution of
nickel-Murexide complex), and was satisfactorily
used in the spectrophotometric determination of cop-
per(II) ions out of the mixed solutions of copper(II)
and nickel(II) ions as illustrated in Fig. 2 and Table
2.

Fig. 1.

Fig. 2. Measurements were made of 5ml of
aqueous solutions containing 0.5ml of 1/100mol
solution of disodium salt of IVb, 0.1ml of pH 10
buffer solution6) and; ○, moles of copper (II)

acetate; ×, moles of nickel acetate; △, each

moles of copper (II) acetate and nickel acetate,
respectively. Cell depth 1cm and pure water
as reference.

TABLE 2

In aqueous solutions of pH 10 containing Murexide
indicator, IVa (Ni taken 1.76mg, found 1.87mg)
and IVb (Cu taken 0.636mg, found 0.699mg) can
be used as the reagent of chelatometric titration of
nickel and copper respectively in place of EDTA.5)
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