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[E5]
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A DFRMTHM LT (Tablel) , P-1 BEXUVP-2 @ FT-IR A7 R /LW T 3300
em (2 N-H, 1710 cm ' iZ C=0, BL 1046 cm ' IC C-O (ICHKTHE—2 LV, T L
B RGO E MR L=, £7-. 'H-NMR 2227 FUHIE XY P-1 B8 L P-2 125G
T OIS A MR LTz (Figure 1) , £72, GPCHIE LV &1 T~6 TREEDOKRY <
— DGO E Ny oT,

BoNERY ~—0 95 5 P-1a(M,: 38,000, My/M,: 1.71) 3 X OVP-2¢ (M,: 18,700, M,/M,:
249) ZHWTDSCHIEEIT-T-L Z A, P-1a TiE 250 °C LLF £ TIZH 7 AaBIEE

(T) DB SR oz, —JF, P2¢ TIX138°CIZ T, ALz, & HIT, P-lald
NMP, DMSO, DMAc¢ & W o 7237 v b U PRI TE G LA O PR A~ TR A TZ - 7= DT %t
L. P-2¢ TIXTHF R 14-UAFH 72 8D L 0 IERBIEDORBE~BIR LTz, ZhbD

DETOL o) o) ! R: H3C :
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Scheme 1. Synthetic scheme of aromatic polyurethanes.

Table 1. Synthetic conditions and results of the aromatic polyurethanes

Diisocyanate DBTDL DMSO Temp.  Yield a) a) T, gb)
Polym. (cq.) mol%)  (molL)  (°C) () M MJMT o0
P-la MDI (1.02) 2.15 1.96 rt 72 38,000 1.71 >250°)
P-1b MDI (1.02) 2.18 1.88 60 94 12,800 1.54 —
P-lc MDI (1.04) 2.33 1.95 80 72 57,900 2.14 —
P-2a TDI (1.00) 2.14 1.98 rt 67 13,300 3.77 —
P-2b TDI (1.05) 1.33 1.00 rt 81 15,800 3.35 —
P-2c TDI (1.04) 1.02 0.973 60 56 18,700 2.49 138

a) Estimated by GPC (RI) using polystyrene as the standard. b) Determined by DSC. ¢) Not observed in
the range of —20 to 250 °C.
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va— MIELVHABIL7 P-la 3L P-2c @7 Fig. 1. Representative 'H-NMR spectra of
4 IV~ 254 nm D YEBRE ATV, UV-vis A< the obtained aromatic polyurethanes: (a)
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T AEEIZONWTEME L7z, T L& UREAIC
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L7z (Figure3) ., ZOZELIZRY v L& DN~
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P-1a and (b) P-2c.
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Fig. 2. UV-vis spectral change of (a) P-1a

and (b) P-2c¢ films during the photo-

irradiation at 254 nm (1.75 mW/cm?).
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Scheme 2. Ideal reaction scheme of photo-Fries rearrangement of (a) P-1 and (b) P-2.
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S5, Fig. 3. FT-IR spectra of P-1a film before and after
photo-irradiation at 254 nm (1.75 mW/cm?).
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