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2-Arylbenzoxazole derivatives are characterized by the
anisotropic molecular shape with an efficient n-electron con-
jugation along the molecular long axis. Due to the efficient
n-electron conjugation and consequent high-yield photolu-
minescence, 2-arylbenzoxazole derivatives are well-known
as fluorescent materials and laser dyes. On the other hand,
anisotropic molecular shape is potentially useful to the liquid
crystallinity of this class of compounds. Low molecular
weight liquid crystals' and several liquid crystalline polym-
ers® ¥ containing 2-phenylbenzoxazole in the mesogenic unit
were already reported. However, none of the works reported
to date aimed at the syntheses of highly fluorescent liquid
crystals, which are promising materials for the polarized
emission devices. [t was considered that the properly
designed 2-arylbenzoxazole structure is an excellent candi-
date for the fluorescent liquid crystal due to its ambidextrous
potential.

As a first step of this approach. we report the synthesis of
fluorescent liquid crystalline monomers and polymers with
benzoxazole-based mesogenic core and (S)-2-methylbutoxy
tail {shown in Scheme 1).

Among the various synthetic routes to 2-arylbenzoxazole,
the dehydrative cyclization of o-(acylamino)phenols is most
general.® 7 When benzoic acid and o-aminophenol are acti-
vated either thermally or by means of some reagents such as
polyphosphoric acid.® polyphosphate ester” or boric acid,'”
direct cyclization occurs. Alternative route is the oxidative
ring-closure of phenolic Schiff's bases by various oxidizing
agents such as Pb(OAc)s or MnOa.'+" The choice of syn-
thetic route should be investigated very carefully, since the
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Scheme 1. Benzoxarzole-based monomers and polymers synthe-
sized in this work.

success of reaction depends strongly on the chemical struc-
ture of reactants, and in many cases, modifications are
required for high vield.

[n this work, we investigated the synthetic route to the par-
ticular 2-arylbenzoxazole compounds shown in Scheme 1.

Results and Discussion

Synthetic routes to the compounds shown in Scheme 1 are
depicted in Schemes 2-4, and the details of synthetic proce-
dures are described in experimental part. All the compounds
were fully identified by IR, '"H NMR, mass spectroscopy,
and elemental analysis. All of them exhibited high-effi-
ciency blue photoluminescence in solution and liquid crys-
talline state {(Aen: 380-400 nm).

As shown in Scheme 2, phenol derivative with chiral tail
(2) were prepared by S»2 reaction of resorcinol with tosy-
lated product of (S)-2-methylbutanol. Nitration of 2 gave 2-
nitrated phenol {3) with 34% vyield. together with 4-nitrated
and 2.4-dinitrated by-products. Reduction of 3 using sodium
dithionite, which is less expensive reducing agent than metal
hydrides. gave 4 with 61% yield.

To obtain 2-phenyvlbenzoxazole (5). two methods were
attempted: (1) preparation of phenolic Schiff's base, fol-
lowed by its oxidative ring closure {general method); (2)
direct cyclization under mild condition in the presence of
lead(1V) acetate as oxidizing agent (modified method in this
work). Schiff's base method failed because the imine linkage
of Schiff's base from 4 and 4-hydroxybenzaldehyde is very
unstable and the separation was very difficult. while direct
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Scheme 2. Synthesis of 2-phenylbenzoxazole derivative (5)
containing chiral tail.
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Scheme 3. Syntheses of p-substituted benzoic acid derivatives.
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Scheme 4. Syntheses of methacrylate and allyloxy monomers,

yclization of the two reactants successfully gave 5 with 55%
yield without separate step of Schift's base formation.

Benzoic acid derivatives were prepared as shown in
Scheme 3. which are required for the synthesis of monomers
(M2-4) as the counterparts against 5. The syntheses of 7 and
8 were reported by Dubois ¢f ¢/.'* Compounds 6 and 9 were
prepared by the same method for 4'-allyloxybiphenyl-4-car-
boxylic acid. reported by Akivama ef af."*

All monomers were derived [rom hydroxy-substituted 2-
phenylbenzoxazole (5). as shown in Scheme 4. Monomers
(M2-4) with the extended mesogen, 4-benzoxazol-2-yl-phe-
nyl ester. were obtained by the esterilication between 5§ and
benzoic acid derivatives (6. 8, and 9). The csterilications
were achicved in 53-74% yicld by mcans ol Mitsunobu reac-
tion using dicthyl azodicarboxylate {DEAD) and triphe-
nylphosphine.

Free radical polymerizations of methacrylate monomers
(M1, M2) were carried out using 2.2"-azobisisobutyronitrile
(AIBN), alfording polymethacrylates (P1, P2). The conver-
sions were 54-58% and inherent viscositics were measured
1o be 0.11-0.12 dL/g. Polysiloxancs (P3, P4) were prepared
through polymer reaction between poly(methylhydrosilox-
anc) (PMI1S) and allyloxy monomers (M3. Md4) in highly
anhydrous condition with 55-60% conversions. IR and '11
NMR spectra showed 100% substitution ol monomers on
Si-11 units. In [R spectra of P3 and P4, there was no Si-tl
absorption at 2160 cm~'. The absence of Si-I1 peak at 4.7
ppm in 11 NMR spectra also confirmed the full substitution.
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Table 1. Phasc transition temperature of monomers and polymers

Phase transition temperature (°C)

compound 2nd heating
cooling
M1 K ambien( temperature [
Pl 2361
[29¢
M2 K 80N"86 I«
244 Sm 133N 143 1
P2 =
114N 133Sm39¢g
K I10N" 1301
M3
112BN" 81 K
g36N' 991
I’3 RN
195N 31 g
.69 Sm 75N 90 |
M4
187 N" 70 Sm 30 IL
265m 1331
P4

[131Sm3g

K: erystal, N*: cholesteric, 10 isotropic. Sm: smectic phase. g: glassy. 112

1sotropic liguid crystalline phase. a: exotherm due to polymerization
appears just above clearing emperature,

Liquid crystallinity of monomers and polymers was
obscrved by DSC and polarized optical microscopy. and the
transition temperatures are summarized in Table 1. M1 and
P1 with 2-phenylbenzoxazole mesogen did not show any
mesomophic behavior above room temperature. According
1o Pavluchenko and coworkers.! 2-phenylbenzoxazole with
short and long alkyl chain in both end points. exhibited
monotropic nematic phasc. [n cases o M1 and P1. however,
introduction ol bulky chiral group caused the broadening of
molecular geometry and prevented liquid crystallinity.

The monomets and polymers (M2-4. P2-4) with extended
mesogen.  4-benzoxazol-2-yl-phenyl ester. showed liquid
crystalline phases such as cholesteric (N”) and smectic (Sm)
phase. Especially, M4 exhibited no texture between the
crossed polarizers in the temperature range below smectic
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phasc. as il it were isotropic liquid (denoted by isotropic lig-
uid crystalline in Table 1). To know the exact nature of this
phasc. X-ray diffractometry measurcment is in progress.

In conclusion. dircct ¢y clization between 2-aminophenol
part and benzaldchyvde counterpart in the presence of
lead(1V) acctate. was successful to synthesize hvdroxy-sub-
stituted 2-phenylbensoxazole. From the obtained benzox-
azole derivative (5). we synthesized benzoxarzole-based
flnorescent monomers and polyvmers. and confirmed their
liquid crystallinity. The detailed characterization of liquid
crvstallinity will be reported clsewhere with the fluorescent
propertics including polarized cmission.

Experimental Section

Thin laver chromatography (TLC) was carricd out with
TLC aluminium sheet (Merck. Silica gel 60 Fzsq). Elemental
analysis data were oblained with LECO CHNS-932, Infra-
red spectra were measured on Bomem FT-IR spectropho-
tomcter. 'H NMR spectra were recorded on a Jeol INM-
LA300 (300 MHz) using CDCI; or acclone-ds. Low resolu-
tion mass spectroscopic data were oblained using JMS
AX303WA by El (clectron impact) mode. [nherent viscosi-
tics were measured using Ubbcelohde viscomeler at a con-
centration of 0.3 g/dL in NMP at 30 *C. Thermal analyscs of
mesomorphic transitions were performed on Perkin-Elmer
DSC 7 al the heating or cooling rate of 5 *C/min using drv
icc in isopropy] alcohol as a coolant. Microscopic obscrva-
tions were made with Nikon Optiphot 2-POL polarizing
microscope cquipped with a Mettler FP 80 heating stage at
the heating or cooling rate of 5 °C/min,

Reagent grade reactlants were obtained from chemical sup-
plicrs and uscd as received. Poly(mcthylhvdrosiloxanc)
(My = 2270. DP = 36) was purchascd (rom Aldrich Chem,
Co.. Mcthacrvloy] chloride was distilled under reduced pres-
surc prior 1¢ usc. AIBN was rcervstallized from methanol at
room (emperature. Solvents for all reactions were dricd by
the standard methods. Monomers M3 and M4 were prepared
by the same method described for M2,

p-Toluenesulfonic acid (S)-2-methylbutyl ester (1), 20
g of (S)-2-mcthyIbutanol (0.227 mol) was dissolved in 30
mL of pvridine. followed by dropwisc addition of 43.3 g of
p-lolucncsulfonyl chloride (0.227 mol) dissolved in 130 mL
of pyvridinc under magnctic stirring in icc bath. After stirring
for additional 3 h al room tcmperature. the nuxture was
pourcd into excess of cold water and necutralized with hydro-
chloric acid. lollowed by extraction with dicthyl cther. The
extract was washed scveral times with water and dricd with
anhvdrous magnesium sulfate. The removal of solvent by
rolary cvaporation aflorded 34 ¢ of crude 1 as a colorless
oily liqmd which was quitc pure as judged by TLC and IR:
98% vicld: IR (NaCl window. cm ') no OH absorption. 1339
(SO-. asvmmetric). 1190 (SOa. symmetric).

3-1(S)-2-Mcthylbutoxy]-phenol (2). 47.3 g of resorcinol
(0.43 mol) and 17 g of sodium hydroxide (0.43 mol) were
dissolved in 200 mL of methanol. After reflux for 30 min, 52
g of 1 dissolved in 60 mL of methanol was added dropwise

Bull. Korean Chem. Soc. 1999, Vol. 20. Ne. 4 475

very slowly. followed by additional reflux for 4 h. The reac-
tion mixture was cooled. pourcd into excess ol water. and
acidificd with 2 N hvdrochloric acid. Alter cxtraction with
dicthyl cther. the cxtract was washed with water and dricd
with anhydrous magnesium sulfatc. Excess of dicthy] cther
was removed by rotary cvaporation and the residuc was
purificd by column chromatography on silica gel with meth-
vlene chloride/n-hexane (vol. ratio 1/3) as cluent 1o afTord 23
g 2 as brown oily liquid: 63% vicld: [R (NaCl window. cm ')
3370 (OH). 1287. 1146 (C-0): 'H NMR (CDCl;. ppm) 0.8-
0.92 (m. 6H. aliphatic H's). 1.1-1.79 (m. 3H. aliphatic H's).
3.65 (ddd. ./ =6.3. 9. 27 Hxz. 2H. Ca-0O-CHz-). 5.38 (s. 1H.
Ca-OH). 331-3.42 (m. 3H. aromatic H's). 6.99-7.05 (m.
1H. aromatic H).

5[(S)-2-Methylbutoxy]-2-nitrophenol (3). 20 g of 2
(0.11 mol) was dissolved in 280 mL ol dricd methylene
chloride and stirred in water bath. 3.6 mL of fuming nitric
acid (about 0.12 mol) diluted in 100 mL of dried mcthylenc
chloride was added dropwisc. After additional stirring for 30
min. excess of solvent was distilled off and the residuc was
purilicd by column chromatography on silica gel with meth-
ylene chloride/n-hexanc (vol. ratio 1/3) as cluent to give 8.3
g of 3 as dark ycllow oily liquid: 34% vield: IR (NaCl win-
dow. ¢m ') 3183 (OH). 1534 (NO. asvmmetric). 1330
(NQa. symmetric). 'H NMR (CDCl;. ppm) 0.93-1.03 (m.
6H. aliphatic H's). 1.24-1.9 (m. 3H. aliphatic H's). 3.85 (ddd.

J=02.9.006.249 Hz. 2H. C4-O-CHz-). 6.49-6.33 (m. 2H.

aromatic H's). 8.01 (d..J = 10 Hz. |H. aromatic H). 11.04 (s.
LH. Cy~OH): m/z (ED) caled for C\ HsNQy. 225.10. found
225,

2-Amino-5-|(S)-2-methylbutoxy]-phenol  (4). Dctailed
procedure is described in rell 14 61% yicld: mp 90-95 °C:
[R (KBr pellet. em ') 3354, 3311 (NH:z). 3500-2200 (OH).
no nitro pcaks,

4-{6-](S)-2-Mcthylbutoxy]-henzoxazol-2-¥1}-phenol
(5). 3.5 g of 4 (17.8 mmol) and 3 g of 4-hvdroxybenzalde-
hyde (24.6 mmol) were suspended in 150 mL of glacial ace-
tic acid. Aficr stirring for 30 min at room temperature. 9 g off
Icad(1V) acctate was graduvally added. And then. the mixture
was gently boiled for 20 min. cooled immediately and
pourcd into cold water. The precipitate was collected by fil-
tration and purificd by column chromatography on silica gel
with cthyl acctate/m-hexane (vol. ratio 1/4) as cluent to
afford 2.9 g 5 as a pink solid: 55% vicld: mp 150 °C: [R
(KBr pellet. em 1) 3450-2500 (OH): '"H NMR (CDCli. ppm)
0.88-1.06 (m. 6H. aliphatic H's). 1.23-1.94 (m. 3H. aliphatic
H's). 3.84 (ddd. ./=6.36. 8.75. 27 Hz. 2H. Crazoxazae-O-
CH--). 6.92-6.97 (m. phenyl 2H. benzoxazole 1H). 7.09 (d.

J =219 Hz. benzoxazole 1H). 7.58 (d..J = .58 Hz. benzox-

avole LH). 8.07 (d. .= 8.61 Hz. phenyl 2H): m/z (ET) caled
for C]};H]QNO_;. 297.14. found 297.

4-Allyloxybenzoic  acid  (6). Synthetlic  procedure 18
described in detail for 4'-allyloxybiphenyl-4-carboxylic acid
in ref. 13: 66% vicld: mp 133 °C: TR (KBr pellet. ¢m-')
3400-2400 (OH. carboxyhc acid). 1676 (C=Q). 1254 (C-Q);
'H NMR (CDCl;. ppm) 4.55 (dt. .J=1.52. 5.27 Hz. 2H,
C=C-CH--0-). 5.23-5.4 (m. 2H. CH-=C-). 5.9-6.1 (m, 1H,
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C=CH-). 6.89 (d. /=898 Hz. 2H. aromatic H's). 7.99 (d.
J=898 Hs 2H. aromatic H's): Elem. anal. calcd. for
CioH1oOs: C 67.41. H 53.66. Found: C 68.66 H 6.49.
d4-(6-Allvloxyvhexyloxy)-benzoie  acid (9). 1.7 g of
sodium hydride (40 mmol. 60% dispersion in mincral oil)
was added 1o the mixturc of 4 g of 7 (16.8 mmol) and 3.1 g
of ally] bromide (42 mmol) in 30 mL of DMF. The rcaction
mixture was stirred overnight at room temperature and ncu-
tralized with 2 N hyvdrochloric acid. Then it was poured into
excess of brine and the precipitate was collected by filtra-
tion. alfording crude allv] 4-(6-allyloxyhexyloxy)benzoate
which was rcasonably purc as judged by TLC. The solution
of the crude product in 70 mL of mcthanol was pourcd into
the mixture of 3 g of sodium hydroxide in 30 mL of water
and refluxed for 1 h. Methanol was distilled ofT and the mix-
turc was acidificd with 2 N hydrochloric acid. Afier filira-
tion. the precipitate was washed with walter and purificd by
column chromatography on silica gel with cthyl acctate/n-
hexane (vol. ratio 1/1) as cluent to give 3.28 g of 9 as a whilc
solid: 70% vicld: IR (KBr pellet. cm ') 2940 (CH. aromatic).
2863 (aliphatic). 1676 (C=0). 1258 (C-0): 'H NMR
(CDCls. ppm) 1.4-1.83 (m. 8H. aliphatic H's). 3.45 (1../ = 6.6
Hz. 2H. -O-CH:-). 3.96-4.05 (m. 4H. C=C-CH~-0-. C4-O-
CH:). 5.16-53 (m. 2H. CH-=C-). 5.86-3.97 (m. 1H. C=
CH-). 6.93 (d. /= 8.7 Hz. 2H. aromatic H's). 8.04 (d../= 8.7
Hy. 2H. aromatic H's). Elem. anal. caled. for CsH~O4: C
69.04. H 7.97. Found: C 71.60 H 8.33.
6-(4-{6-[(S)-2-Mcthylbutoxy]-benzoxazol-2-¥1}-phenoxy)-
hexan-1-0l (10), 2 g of 5 (6.7 mmol) was dissolved in 30
mL of DMF and 1 g of crushed potassium hydroxide (17.9
mmol) was added to the mixture. Aflier 1 h ol stirring al
room {cmperaturc. 4.6 g of 6-chlorohexan-1-ol (33.7 mmol)
was added to (he mixture and subscquently stirred at room
tcmperature for enc day. The mixture was pourcd into cxcess

of brinc and cxtracted with cthyvl acctate. Aflcr removal of

the excess cthyv] acetate under reduced pressurc. the residuc
was purificd by column chromatography on sili~ca gel with
cthyl acctate/n-hexance (vol. ratio 1/3) as cluent Lo aflord 1.4
g of 10 as a pink solid: 33% vicld: mp 39 °C: [R (KBr pellct.
em 1) 3348 (OH): "TH NMR (CDCls. ppm) 0.93-1.06 (m. 6H.
aliphatic H's). 1.23-1.94 (m. 11H. aliphatic H's). 3.68 (t.
J=64 Hz. 2H. HO-CH»-). 384 (ddd. ./J=6.27. 9. 27 Hz.
2H. Crenzosazle-O-CHa-). 4.04 (1. J = 6.4 Hr. 2H. Cppenyt-O-
CHx-). 694 (dd. J=2.2. 88 Hz. benzoxarole 1H). 7 (d.
J =897 Hz. phenyvl 2H). 7.08 (d. .J= 2.2 Hz. benzoxarole
1H). 7.59 (d../ = 8.8 Hz. benzoxazole 1H). 8.13 (d..J = 897
Hz. phenyl 2H). miz (ED) caled lor C-sHyNO,. 397.23.
found 397

2-Mcthacrylic acid 6-(4-{6-[(S)-2-mcthylbutoxy]-ben-
7oxazol-2-y1}-phenoxy)-hexyl ester (M1). 03 g of 10
(0.76 mmol) and 0.14 mL of tricthvlamine (1.52 mmol)
were dissolved in 3 mL of dricd methylene chloride. To this
mixturc. 0.16 g of methacryloy] chlonde was added at 0 .
Aftcr the additional stirring for 10 h. 20 mL of mcthylene
chloride was added. and washed with excess of dilute
sodium bicarbonate solution. The solvent was distilled ofT.
then the residuc was purificd by column chromatography on
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silica gel with cthyl acctate/n-hexane (vol. ratio 1/3) as clu-
cnt to give (.31 g of M1 as a rcddish brown solid: 88%
yicld: IR (KBr pellet. ¢cm V) 1717 (C=0). 1169 (C-0). 'H
NMR (CDCl;. ppm) 0.93-1.06 (m. 6H. aliphatic H's). 1.25-
1.94 (m. 11H. aliphatic H's). 1.95 (s. 3H. C=C-CH3). 3.84
(ddd. J=6.27. 9. 27 Hz. 2H. Crenzosnzaie-O-CHa-). 4.04 (L.
J=04 Hz. 2H. Cpon-O-CHz-). 4.17 (1. J=6.5 Hz. 2H.
-COO-CH>-). 336 (s. 1H. CH>=C). 6.11 (5. 1H. CH-=C).
694 (dd. ./=2.2. 8.7 Hx. benzoxazole 1H). 7 (d. /=879
Hz. phenyl 2H). 7.08 (d..J = 2.2 Hz. benzoxazole 1H). 7.39
(d. ./=8.7 Hs. benzoxazole 1H). 8.13 (d. /=879 Hz
phenyl 2H): m/z (ED) caled for CasH3sNOs. 46323, found
465,

4-16-(2-Methacryloyloxy)-hexyloxy|-benzoic  acid  4-
{6-[(S)-2-mcthylbutoxy]-benzoxazol-2-yI}-phenyl-ester
(M2). 0.5 g of 5(1.68 mmol). 0.62 g of 8 (2 mmol). and 0.6
g of triphcnylphosphine (2.3 mmol) were dissolved in 12
mL of calcium hydride-dricd [-methyl-2-pyrrolidinone
(NMP). Thercafter. 0.4 g of dicthvl arodicarboxylate
(DEAD. 2.3 mmol) diluted in 1 mL of NMP was added
dropwisc to the mixture at 0 °C. followed by additional stir-
ring for 12 h. Aficr the rcaction. it was pourcd into ¢xcess of
brinc and the precipitate was collected. dried. and recrystal-
lized (rom cthanol to give 0.6 g of M2 as a palc pink needle:
61% vyicld: IR (KBr pellet. cm ') 1730 (C=0. benzoate).
1715 (C=0. mcthacrvlate). 1267. 1167 (C-O). 'H NMR
(CDCls. ppm) 0.93-1.06 (m. 6H. aliphatic H's). 1.16-1.9]
(m. LIH. aliphatic H's). 1.95 (s. 3H. C=C-CHy). 3.78-3.92
(M. 2H. Coenzaxazole-O-CHz-). 4.06 (1../ = 6.23 Hz. 2H. Cppenyi-
O-CHz-). 418 (1. ./ = 6.3 Hz. 2H. -COO-CH>-). 5.36 (s. 1H.
CH-=C). 6.11 (s. 1H. CH:=C). 6.96-7 (m. benzene 2H. ben-
roxazole 1H). 7.11 (d. ./ = 2.04 Hz. benzoxazole [H). 7.38
(d. .J =843 Hz. phenyl 2H). 7.63 (d. ./ =8.79 Hz. benzox-
azole LH). 8.16 (d. /=8.61 Hz benzene 2H). 8.27 (d.
J =843 Hz. phenyl 2H). m/z (El) caled for CasHyNOs.
385.27. found 385.

4-Allyloxybenzoic acid 4-{6-[(S)-2-methylbutoxy]-hen-
zoxazol-2-y1lj-phenyl ester (M3). 74% vicld: IR (KBr pel-
let. em) 1732 (C=0). 1260. 1200 (C-0): 'H NMR
(acctonc-ds. ppm) 0.94-1.06 (m. 6H. aliphatic H's). 1.26-
1.93 (m. 3H. aliphatic H's). 392 (ddd../=6.23. 9.25. 26,18
Hz. 2H. Cienzoxazale-O-CH=-). 4.72 (dd. ./ = 1.47.3.66 Hz. 2H.
C=C-CH--). 5.28-549 (m. 2H. CH-=C-). 6.04-6.15 (m. 1H.
C=CH-). 7.02 (dd. J = 2.3. 8.79 Hz. benzoxavole 1H). 7.14
(d..7=897 Hv. benzene 2H). 7.29 (d..J=2.3 Hz. benszox-
azole 1H). 749 (d. J=8.79 Hz phenyl 2H). 7.62 (d.
J=18.79 Hz. benzoxazole 1H). 8.15 (d../=8.97 Hz. benzene
2H). 8.27 (d. .J=8.79 Hz. phenyl 2H): m/z (EI) caled for
CgH-9NOs. 457.19. found 457,

4-[6-Allyloxy-hexyloxy]-benzoic acid 4-{6-[(S)-2-methyl-
butoxy]-benzoxazol-2-y1}-phenyl-cster (M4), The crude
product was first reerystallized from cthanol and sccond
from cthyl acctate/m-hexane (vol. ratio 1/2); 33% vicld: IR
(KBr pellet. em ') 1721 (C=0). 1252 (C-O). '"H NMR
(CDCl;. ppm) 0.95-1.07 (m. 6H. ahphatic H's). 1.26-2 (m,
[TH. aliphatic H's). 3.46 (1. J=6.5 Hz 2H. -C-O-CHx-).
3.78-3.91 (n. 2H. Crenzosanre-O-CHa-). 3.98 (d..J = 5.49 Ho,
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2H. C=C-CH:-). 4.06 (1. /=635 Hz. 2H. Cppeny1-O-CH:-).
3.17-331 (m. 2H. CH-=C-). 388-398 (m. 1H. C=CH-).
6.93-7 (m. benzene 2H. benzoxazole 1H). 7.11 (d. /=22
Hz. benzoxazole 1H). 7.37 (d../ = 8.79 Hz. phenyl 2H). 7.63
(d../=8.79 Hz. benzoxazole 1H). 8.16 (d. / = 8.97 Hz. ben-
zene 2H). 8.27 (d. ./ =8.79 Hz. phenyl 2ZH). m/z (El) caled
for C34H3.‘)NO@ 557.28. found 557,

Polymethacrylates P1, P2, The solution of 0.6 mmol of
monomer (M1 or M2) and 0.03 mmol of AIBN in 3.6 mL of
sodium-dricd THF was scaled in an ampule afier scveral
freeze-pump-thaw cycles under reduced pressure. Then the
ampulc was heated to 63 °C and kept lor 24 h under stirring,
Alier cooling. the solution was added very slowly into 200
mL of mcthanol and the precipitate was collecied by filter-
ing. It was purified by scveral reprecipitation from methyl-
cne chloride into methanol until the residual monomer was
not detected in TLC: 34-38% conversion: 'H NMR (CDCls.
ppm) no vinyvl proton peak of monomers at 3.56 and 6.11
ppm.

Polysiloxanes P3, P4, 0.44 mmol of monomer (M3 or
M4 and poly(mcthylhyvdrosiloxane) (PMHS) (0.4 mmol
(Si-H)) were dissolved in 0.3 mL of sodium-dricd toluenc. A
drop of 3% hexachloroplatinic acid (H:-PtClg) in isopropy]
alcohol was added 1o the mixture. and it was heated to 110
°C under nitrogen atmosphere. Reaction was allowed 1o con-
tinuc for 20 h. Afler cooling. the solvent was distilled olTand
the crude product was purilicd by reprecipitation [rom mcth-
vlenc chloride into cold methanol: 55-60% conversion,
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