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The synthesis and photochromic properties of 1,3,3-trimethylspiro[indoline-2,30-naphtho[2,1-b][1,4]oxa-
zin]-60-amine, a novel red-colouring photochromic spirooxazine and derivatives is reported. The synthe-
sis proceeds via an unusual one-pot transamination, oxime formation, N–O bond cleavage, spirooxazine
formation process.
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Spirooxazines are a commercially important class of photochro- Our initial approach to the amino functionalised spirooxazine, 4
Scheme 1.
mic dyes which upon irradiation with ultraviolet light undergo a
reversible colour change (Scheme 1) from the colourless spirocyclic
form, 1 to the coloured merocyanine form, 2.1,2

Among the spirooxazines in commercial use are the 60-amino
compounds exemplified by such dyes as Reversacol Plum Red 3
(Fig. 1), which despite its name actually exhibits a purple colour-
ation upon irradiation (kmax = 578 nm in polyurethane).3

During the course of our research into the control of switching
speeds of photochromic dyes,4 we had reason to prepare a red spi-
rooxazine dye with a functional group allowing conjugation to a
functionalised polymer. As none of the published amino spirooxa-
zines possessed such a functionality, the synthesis of the novel free
amino spirooxazine, 1,3,3-trimethylspiro[indoline-2,30-naph-
tho[2,1-b][1,4]oxazin]-60-amine 4 (Fig. 1), was attempted.

The synthesis of 60-amino spirooxazines is generally performed
(in low yield) starting from Folin’s reagent, 1,2-naphthoquinone-4-
sulfonate, (5) which reacts with an amine 6 to give the correspond-
ing 4-aminonaphthoquinone 7. This is then converted with
hydroxylamine hydrochloride into nitroso naphthol 8, which upon
reaction with methyleneindoline 9, gives the spirooxazine product
10 (Scheme 2).3 The desired spirooxazines can also be synthesised
in similar yield by a one-pot direct alkylation of 1-nitroso-2-naph-
thol/cyclisation with methyleneindoline,3,5,6 or from 1-amino-2-
naphthol in the presence of an oxidising agent.7
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began with the preparation of 4-amino-1,2-naphthoquinone
(Scheme 2, 7, R,R0 = H) in 60% yield from the reaction of 1,2-naph-
thoquinone and azidotrimethylsilane.8 This material was then con-
verted in one-pot into 4 in 6% yield.
Figure 1.
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Figure 2.
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As a result of this very poor yield and a desire to develop a synthe-
sis which did not require the use of the very toxic reagent azidotri-
Figure
methylsilane, a second approach was developed to take advantage
of the reported propensity of 4-amino-1,2-naphthoquinones to un-
dergo transamination reactions in the presence of 1� and 2� amines.9

Thus, the reaction between 4-piperidinyl-1,2-naphthoquinone
(11),10 and an excess of hydroxylamine hydrochloride gave the puta-
tive intermediate hydroxylamine-functionalised nitroso naphthol,
12.11 Under the reaction conditions, cleavage of the hydroxylamine
N–O bond occurred and on addition of K2CO3 and 1,3,3-trimethyl-
2-methyleneindoline (14), to the reaction mixture and heating in a
sealed vessel at 90 �C the desired amino spirooxazine 4 was isolated
in 25% overall yield (Scheme 3).12 A conceptually related direct for-
mation of anilines with hydroxylamine hydrochloride has been re-
ported.13 In order to further explore the photochromic properties
3.



Figure 4.

Figure 5.
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of this novel scaffold the corresponding propionyl amide 15,14 and
formamidine 16,15 were also prepared (Fig. 2). The topology of 4
was confirmed by X-ray crystallography of crystalline derivative
16 (Fig. 3).16

To evaluate the photochromic performance of the novel com-
pounds 4, 15 and 16 in comparison with commercially available
material, 3, test lenses were prepared using a matrix composed of
polyethyleneglycol 400 dimethacrylate and 2,20-bis(4-methacryl-
oxy)phenyl propane in a 1:4 weight ratio with 0.4% AIBN by mass as
initiator. 1.2 � 10�7 mol of spirooxazine per gram of matrix was thor-
oughly mixed into the lens matrix and the lenses thermally cured be-
fore irradiation at 365 nm with a hand-held UV source. The lenses
before and after irradiation can be seen in Figs. 4 and 5, respectively.

Reversacol Plum Red (3) displays a purple colouration upon
irradiation contrasting strongly with the red colouration of free
amino compound, 4. The conjugation of the amino group as an
amide has the effect of greatly reducing the colour developed, with
only a faint blue colouration observed for compound 15. In con-
trast, formamidine 16 shows a strong purple colouration.

In summary, a route to a novel red-colouring spirooxazine, 1,3,3-
trimethylspiro[indoline-2,30-naphtho[2,1-b][1,4]oxazin]-60-amine
(4) has been developed, involving an unusual one-pot transamina-
tion, oxime formation, N–O bond cleavage, spirooxazine formation
process. The compound develops a red colouration upon irradiation
in contrast to related commercially available material 3 which is
purple upon irradiation. Furthermore, the free amino group of 4
serves as a convenient handle for further functionalisation, allowing
rapid access to additional novel photochromics.
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