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mmol) of 4-iodophenol and 12.7 g (318 mmol) of sodium
hydroxide in 120 mL of dimethyl sulfoxide was heated
at 80 °C with stirring until sodium hydroxide was
completely dissolved. Then 32.3 g (117 mmol) of 1,14-
dichloro-3,6,9,12-tetraoxatetradecane was added to the
mixture. After stirring at 100 °C for 4 h, the reaction
mixture was diluted with 200 mL of water and extracted
with four 200 mL portions of toluene. The extracts were
washed with 200 mL of 2 mol'L~! aqueous sodium
hydroxide solution and water, dried over anhydrous
sodium sulfate, and evaporated under reduced pressure.
The residue was recrystallized from toluene to give 52.3
g of 8 (yield, 69.4%) as a white powder. Mp: 102—103
°C. 'H NMR (CDCl;): & 3.64 (s, 4H, CHy), 3.68 (s, 8H,
CHy), 8.75—3.95 (m, 4H, ArOCH2CHjy), 3.95—4.20 (m,
4H, ArOCHy), 6.68, 7.53 (d, 8H, J = 9.01 Hz, aromatic).
Anal. Caled for CooHaslaO6 (642.27): C, 41.14; H, 4.39;
I, 39.52. Found: C, 41.09; H, 4.40; I, 39.63.

Synthesis of 1,14-Bis{[4-(trimethylsilyl)ethyny]l]-
phenoxy}-3,6,9,12-tetraoxatetradecane (4). To a
solution of 23 g (35.8 mmol) of 3, 1.1 g (1.57 mmol) of
bis(triphenylphosphine)palladium(II) chloride, and 228
mg (0.72 mmol) of copper(I) iodide in 300 mL of dry
piperidine was added 12 mL (85 mmol) of (trimethyl-
silyDacetylene at 50 °C. After 7 h, the white precipitate
was removed. The precipitate was then washed with
toluene. The filtrate was evaporated, and the residue
was treated with 200 mL of water and extracted with
toluene (100 mL x 4). The extracts were dried, filtered,
and evaporated. The residue was chromatographed on
silica gel with hexane/methanol (v/v, 97:3) and then with
dry chloroform. A raw product free from solvent was
recrystallized from hexane/ether (v/v, 50:50) to give 15.6
g of 4 (vield, 75.0%) as a light beige flake crystal. Mp:
77—-178 °C. 'H NMR (CDCljy): 6 0.25 (s, 18H, SiCHj),
3.65 (s, 4H, CHy), 3.69 (s, 8H, CHy), 3.75~3.93 (m, 4H,
ArOCH2CHy), 4.10—4.20 (m, 4H, ArOCH,), 6.86, 7.43
(d, 8H, J = 9.01 Hz, aromatic). Anal. Calcd for
032H450<,-Si2 (582.89): C, 65.94; H, 7.95. Found: C,
65.92; H, 7.90.

Synthesis of 1,14-Bis(4-ethynylphenoxy)-3,6,9,-
12-tetraoxatetradecane (1). A solution of 5.0 g (8.57
mmol) of 4 and 3.1 g (29.1 mmol) of NagCO;3 in 100 mL
of MeOH was stirred at 30 °C for 3 h. The reaction
mixture was diluted with 500 mL of water and then
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extracted with five 200 mL portions of toluene. The
extracts were dried over anhydrous sodium sulfate,
filtered, and evaporated. The residue was chromato-
graphed on silica gel with hexane/methanol (v/v, 97:3)
and then with dry chloroform to produce a raw product.
The compound was recrystallized from ether to give 3.3
g of 1 (yield, 88%) as a light yellow flake crystal. Mp:
51-52 °C. H NMR (CDClg): 6 2.99 (s, 2H, HC=), 3.64
(s, 4H, CHgy), 3.67 (s, 8H, CHy), 3.72—3.89 (m, 4H,
ArOCH,CHjy), 4.04—4.17 (m, 4H, ArOCHy), 6.83, 7.40
(d, 8H, J = 9.01 Hz, aromatic). 13C NMR (CDCls): ¢
67.42 (ArOCHy), 69.56 (ArOCH;CH,), 70.81, 70.58,
70.58 (CHy), 75.88 (HC=), 83.60 (=C-), 114.27, 133.49,
114.54, 159.10 (aromatic). Anal. Caled for CaH30Og
(438.52): C, 71.21; H, 6.90. Found: C, 71.31; H, 6.93.

Cyclopolymerization. The polymerizations were
carried out with WClg and MoCl; in toluene, with
W(CO)¢/hv and Mo(CO)¢/hv in CCly, and with [Rh(bhd)-
Cll; in chloroform. After 24 h at 30 °C, the polymeri-
zation mixture was poured into a large amount of
n-hexane, and the polymer was purified by reprecipi-
tation from chloroform/ether.
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CORRECTIONS

P. Van der Schoot: Nematic Transition in Solutions
of Semiflexible Chains: Influence of an Annealed Size
Distribution. Volume 27, Number 22, October 24, 1994,

pp 6473—6475.

The expression under eq 2 should read o3 < x = [/P.

MA941139V



