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General Experimental Information. Unless otherwise stated, all non-aqueous reactions and
distillations were carried out under an atmosphere of dry N» in dried glassware. When necessary, solvents
and reagents were dried prior to use. Toluene, THF, Et20, and CH>Cl, were de-oxygenated by purging
with Ar and then dried by passing through activated alumina.

Analytical thin layer chromatography (TLC) was performed on EM Reagents 0.25 mm silica gel 60-F
plates. Visualization was accomplished with UV light. Chromatography on silica gel was performed
using a forced flow of the indicated solvent system on EM Reagents Silica Gel 60 (230-400 mesh).
Melting points were obtained on Thomas Scientific Unimelt apparatus and are uncorrected.

IH NMR spectra were recorded on Bruker AM-500 (500 MHz), AM-250 (250 MHz), AM-360 (360
MHz) or AM-200 (200 MHz) spectrometers. !3C NMR spectra were recorded on a Bruker AM-500 (125
MHz), AM-360 (90 MHz) or AM-250 (62.5 MHz) spectrometers. Chemical shifts are reported in ppm
from tetramethylsilane (0 ppm) or with the solvent resonance as the internal standard (CDCl3 7.26 ppm,
DMSO-dg 2.49 ppm, D70 4.80 ppm). Data are reported as follows: chemical shift, multiplicity (s =
singlet, d = doublet, t = triplet, q = quartet, br = broad, m = multiplet), coupling constants, and number of
protons. Mass spectra were obtained on a low resonance Micromass Platform LC in electrospray mode
and high resonance VG autospec with an ionization mode of either CI or ES. IR spectra were taken on a
Perkin-Elmer FT-IR spectrometer.

4-Benzyloxy-3-bromo-5-methoxy-benzaldehyde. To a mixture of vanillin (15.2 g, 100 mmol ) in
HOACc (30 mL) was added Brz (5.5 mL) in HOAc (20 mL). The mixture was stirred at rt for an additional
10 min then poured into water (300 mL). The solid was filtered with suction to give an orange solid which
was recrystallized from EtOH to afford yellow crystals (21.1 g). A solution of this material (21.1 g, 91.3
mmol) and nBugNI (3.37 g, 9.1 mmol) in DMF (100 mL) at 0 °C was treated with NaH (60%, 4.4 g, 109
mmol). The resultant mixture was stirred at rt for 10 min, recooled to 0 °C, treated with BnBr (13.9 mL
116.7 mmol), and stirred at rt overnight. The mixture was poured into ice-water (600 mL) and extracted
with CH3Cly (3 x 200 mL). The combined organic phases were washed with brine and dried over
NaySO4. Concentration followed by chromatography (8% EtOAc/hexanes) provided the product (276 g)
as a pale yellow solid in 86% overall yield: m.p. 47-49 °C; R¢= 0.3 (8% EtOAc/hexanes); 'H NMR (200
MHz, CDCls) § 3.94 (s, 3H), 5.16 (s, 2H), 7.34-7.66 (m, 7H), 9.84 (s, 1H); °C NMR (90 MHz, CDCls) 0
56.1,74.8, 110.0, 118.3, 128.2, 128.4, 128.6, 133.0, 136.4, 150.4, 154.2, 189.7; IR (film) 1696, 1415 cm";
HRMS (ES) calcd for C;sH;305BrNa (MNa") 342.9946, found 342.9960.

4-Benzyloxy-3-bromo-5-methoxy-phenol. To a solution of 4-benzyloxy-3-bromo-5-methoxy-
benzaldehyde (16.05 g, 50 mmol) in CH,Cl, (100 mL) was added 60% mCPBA (21.5 g, 75 mmol),. After
stirring overnight at rt, the mixture was diluted with EtOAc (400 mL), washed with saturated NaHCO3 and
brine, and dried over NapSOy. After evaporation of the solvent, the residue was dissolved in MeOH (100
mL) and was treated with 10% KOH (30 mL). The mixture was stirred 10 min at rt, then neutralized with
IN HCI. After evaporating most of the solvent, the residue was diluted with EtOAc (400 mL), washed with
brine, and dried over NapSO4. Concentration and chromatography (12% EtOAc/hexanes) provided 4-
benzyloxy-3- bromo 5-methoxy-phenol (11.2 g) as a yellow oil in 73% yield: Rf= 0.3 (12%
EtOAc/hexanes); 'H NMR (360 MHz, CDCl;) § 3.72 (s, 3H), 4.68 (s, 2H), 6.31 (d, ] = 2.7 Hz, 1H), 6.42
(brs, 1H), 6.55 (d, J = 2.7 Hz, 1H), 7.32-7.41 (m, 3H) 7.56 (d, J = 6.6 Hz, 2H); °C NMR (90 MHz,
CDCl;3) 6 55.8,65.3,100.2, 110.8, 117.7, 128.3, 128.7, 136.5, 138.3, 152.9, 154.0; IR (film) 3380, 1468
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cm‘l; HRMS (ES) calcd for C,,H,30;BrNa (MNa") 330.9946, found 330.9933.

2,5-Bis-benzyloxy-1-bromo-3-methoxy-benzene (8). To a solution of 4-benzyloxy-3-bromo-5-
methoxy-phenol (1.04 g, 3.37 mmol) and nBugNI (0.125 g, 0.34 mmol) in DMF (5 mL) at 0 °C was
added NaH (60%, 0.156 g, 3.7 mmol). The resultant mixture was stirred at rt for 10 min then recooled to 0
°C, treated with BnBr (0.6 mL, 5.1 mmol), and stirred at rt overnight. The mixture was poured into ice-
water (30 mL) and extracted with CH,Cl; (3 x 30 mL). The combined organic phases were washed with
brine and dried over NapSOy4. The solvent was evaporated and the residue was chromatographed (8%
EtOAc/hexanes) to provide 8 (27.6 g) as a white solid in 83% yield: m.p. 69-71 °C; R = 0.3 (9%
EtOAc/hexanes); 'H NMR (360 MHz, CDCl;) 6 3.83 (s, 3H), 4.98 (s, 2H), 5.01 (s, 2H), 6.56 (d, ] = 2.8
Hz, 1H), 6.77 (d, J = 2.8 Hz, 1H), 7.32-7.58 (m, 10 H); °C NMR (62.5 MHz, CDCl5) & 55.8,70.4, 76.5,
100.6, 108.8, 117.7, 127.4, 127.8, 128.0, 128.1, 128.3, 128.5, 136.3, 137.1, 139.6, 154.1, 155.5; IR (film)
2934, 1486 cm’'; HRMS (ES) calcd for Cy,;H,40;BrNa (MNa") 421.0415, found 421.0422.

Chromium carbene complex (9). To a solution of 8 (0.399 g, 1 mmol) in dry Et20 (5 mL) was
added a solution of nBuLi in hexanes (0.44 mL, 2.4 M, 1.05 mmol) at -78 °C. After stirring an additional
15 min, Cr(CO)g was added. The reaction mixture was warmed to ambient temperature over 3 h. The
resultant deep brown solution was concentrated and then dissolved in CHyCl (5 mL). To the mixture was
added Me3OBF4 (0.25 g, 2 mmol) at 0 °C, which was allowed to warm to 1t over 1.5 h. The resultant
solution was stirred an additional 1 h at rt and then concentrated. Chromatography (8% EtOAc/hexanes)
gave 9 (0.542 g) as ared oil in 97% yield: Ry=0.27 (8% EtOAc/hexanes); H NMR (250 MHz, CDCl;)
0 3.86 (s, 3H), 4.17 (brs, 3H), 5.04 (brs, 4H), 6.14 (d, ] = 2.7 Hz, 1H), 6.56 (d, ] = 2.7 Hz, 1H), 7.28-7.46
(m, 10 H); IR (film) 2062 (sharp), 1988, 1935, 1594, 1454 cm’'. The IR spectrum indicates that 9 is a
stable pentacarbonyl complex.

5,8-Bis-benzyloxy-2,3-bis-(tert-butyldimethylsiloxymethyl)-4,6-dimethyoxy-naphthalen-1- ol
(11). A solution of carbene 9 (0.554 g, 1 mmol), 10 (0.942 g, 3 mmol) and Ac,O (0.09 mL, 1 mmol) in
THF (6 mL) was heated at 50 °C for 17 h. After cooling, the reaction mixture was concentrated and
chromatographed (8% EtOAc/hexanes) to afford 11 (0.376 g) as a yellow oil in 53% yield: Rg=0.25 (8%
EtOAc/hexanes); 'H NMR (360 MHz, CDCl3) § 0.11 (s, 6H), 0.17 (s, 6H), 0.94 (s, 9H), 0.95 (s, 9H), 3.72
(s, 3H), 3.87 (s, 3H), 4.88 (s, 2H), 5.02 (s, 2H), 5.08 (s, 2H), 5.29 (s, 2H), 6.74 (s, 1H), 7.41-7.48 (m,
10H), 9.69 (s, 1H); *C NMR (125 MHz, CDCl;) § -5.3,-5.2, 18.3, 18.4, 25.9, 26.0, 56.0, 56.6, 56.8, 63.7,
72.6,76.6,97.6,112.6,119.7, 125.2, 127.6, 127.8, 127.9, 128.1, 128.7, 128.8, 128.9, 132.8, 134.9, 136.8,
138.1, 145.8, 148.8, 150.0, 152.3; IR (film) 1609, 1356 cm’™'; HRMS (ES) calcd for C4Hsc0,SiNa
(MNa") 727.3463, found 727.3494.

5,8-Bis-benzyloxy-2,3-bis-hydroxymethyl-4,6-dimethyoxy-naphthalen-1-o0l (12). To a solution
of 11 (0.285 g, 0.4 mmol) in THF (4 mL) was added TBAF/THF (1.6 mL, 1.6 mmol). The mixture was
stirred at rt for 1 h, diluted with CH,Cl,, washed with brine, and dried over Na,SO,. After the solvent was
evaporated, the residue was chromatographed (60% EtOAc/hexanes) to afford 12 (0.060 g) as a yellow oil
in 31% yield: R¢=0.3 (60 % EtOAc/hexanes); 'H NMR (200 MHz, CDCl3) 8 3.72 (s, 3H), 3.86 (s, 3H),
4.88 (s, 2H), 4.93 (s, 2H), 4.97 (s, 2H), 5.25 (s, 2H), 6.77 (s, 1 H), 7.33-7.60 (m, 10H), 9.83 (s, 1H).

1,4-Bis-benzyloxy-2,11-dimethoxy-8,8-dimethyl-6,10-dihydro-7,9-dioxa-
cyclohepta[b]naphthalen-5-0l (13). A solution of 12 (0.058 g, 0.20 mmol), PPTS (10 mg), 2,2-
dimethoxypropane (0.1 mL, 0.8 mmol) in anhydrous acetone (2 mL) was stirred at rt for 1 h. The mixture
was concentrated and chromatographed (15% EtOAc/hexanes) to provide 13 as a pale yellow oil: Ry=0.3
(14 % EtOAc/hexanes); '"H NMR (200 MHz, CDCl3)  1.54 (s, 6H), 3.64 (s, 3H), 3.88 (s, 3H), 4.86 (s,
2H), 5.03 (s, 2H), 5.16 (s, 2H), 5.26 (s, 2H), 6.72 (s, 1H), 7.32-7.58 (m, 10H), 9.59 (s, 1H).

1,5,8-Tris-benzyloxy-2,3-bis(fert-butyldimethylsiloxymethyl)-4,6-dimethoxy-naphthalene
(17). A mixture of 11 (1.11 g, 1.57 mmol), K2CO3 (2.16 g, 15.7 mmol), nBugNI (0.579 g, 1.57 mmol)
and BnBr (0.56 mL, 4.71 mmol) in acetone (12 mL) was heated to 50 °C for 48 h. After cooling, the
mixture was filtered and concentrated to give a yellow oil which was chromatographed (7%
EtOAc/hexanes) to provide 17 (1.02 g) as a pale yellow oil in 81% yield: Re=0.25 (7% EtOAc/hexanes);
'H NMR (360 MHz, CDCl3) § 0.10 (s, 6H), 0.22 (s, 6H), 0.92 (s, 9H), 0.98 (s, 9H), 3.81 (s, 3H), 3.86 (s,
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3H), 4.95 (s, 2H), 5.07 (s, 2H), 5.11 (s, 2H), 5.12 (s, 2H), 5.17 (s, 2H), 6.81 (s, 1H), 7.24-7.67 (m, 15H);
3C NMR (90 MHz, CDCl;) & -5.3,-5.1, 18.7, 18.8, 26.4, 26.6, 56.9, 57.0, 57.1, 64.2, 73.8, 77.2,18.1,
100.1, 118.7, 126.5, 127.4, 127.5, 127.8, 128.1, 128.2, 128.3, 128.5, 128.6, 128.7, 128.8, 128.9, 1294,
129.5, 132.4, 134.9, 137.4, 138.6, 138.7; IR (film) 2927, 1456 cm’'; HRMS (ES) caled for
C47Hg,0,Si2Na (MNa®) 817.3931, found 817.3957.
1,5,8-Tris-benzyloxy-3-(tert-butyldimethylsiloxymethyl)-4,6-dimethoxy-naphthalene-2-
carbaldehyde (18). To a mixture of 17 (0.07 g, 0.088 mmol) in CH2Cl; (4 mL) and H2O (0.4 mL) was
added DDQ (0.02 g, 0.088 mmol). The resultant mixture was stirred at rt for 1 h, diluted with CH>Cl; (20
mL), washed with aqueous NaHCO3, brine, and dried over NaySO4. Concentration and chromatography
afforded 18 (0.048 g) as a yellow oil in 80% yield: Ry=0.27 (9% EtOAc/hexanes); 'H NMR (250 MHz,
CDCl3) 8 0.15 (s, 6H), 0.91 (s, 9H), 3.77 (s, 3H), 3.88 (s, 3H), 4.90 (s, 2H), 5.01 (s, 2H), 5.18 (s, 2H),
5.21 (s, 2H), 6.82 (s, 1H), 7.26-7.57 (m, 15H), 10.51 (s, 1H); C NMR (90 MHz, CDCl;) § -5.4, 18.4,
259, 55.4,56.3,63.7,72.8,76.6,79.2,100.4, 116.7, 124.7,127.7,127.8, 127.9, 128.2, 128.3, 128 4, 128.5,
1289, 130.1, 136.2, 136.4, 137.7, 149.9, 152.8, 153.6, 157.4, 192.5; IR (film).2929, 1682, 1597 cm’;
HRMS (ES) calcd for C4;Hs60-SiNa (MNa") 701.2910, found 701.2932. : -
1,5,8-Tris-benzyloxy-3-(tert-butyldimethylsiloxymethyl)-4,6-dimethoxy-naphthalen-2-yl]-
methanol. To a solution of 18 (0.476 g, 0.7 mmol) in THF (6 mL) and MeOH (1.5 mL) was added -
NaBHj4 (0.04 g, 1.05 mmol) at 0 °C. The mixture was warmed to rt and stirred for additional 1.5 h.. IN
HCI was added and the solvent was removed. The residue was diluted with CH>Cl, (50 mL), washed with -
brine, and dried over NaySO4. Chromatography provided the product (0.461 g) as a yellow oil in 96%
yield: R¢=0.26 (9% EtOAc/hexanes); 'H NMR (360 MHz, CDCl3) 8 0.22 (s, 6H), 0.95 (s, 9H), 3.72 (s,
3H), 3.74 (1, ] = 6.7 Hz, 1H), 3.84 (s, 3H), 4.88 (s, 2H), 4.93 (d, J = 6.7 Hz, 2H), 5.04 (s, 2H), 5.10 (s, 2H),
5.14 (s, 2H), 6.80 (s, 1H), 7.27-7.60 (m, 15H); °C NMR (90 MHz, CDCl;) § -5.5, 18.1, 25.8, 56.4, 57.2,
577, 63.6, 72.9, 76.6,77.9, 101.2, 118.1, 125.5, 127.3, 127.6, 127.7, 127.8, 128.0, 128.3, 128.8, 129.6,
130.4, 136.1, 136.6, 137.7, 137.9, 149.4, 150.2, 150.3, 152.5; IR (film) 3472; 1341 cm’'; HRMS (ES)
calcd for C4;H450;SiNa (MNa®) 703.3067, found 703.3092.
4,5,8-Tris-benzyloxy-2-tert-butyldimethylsiloxymethyl-1,7-dimethoxy-3-methoxymethoxy-
methyl-naphthalene (19). To a solution of 1,5,8-tris-benzyloxy-3-(tert-butyldimethylsiloxymethyl)-4,6-
dimethoxy-naphthalen-2-yl]-methanol (0.720 g, 1.07 mmol) and iProNEt (0.93 mL, 5.4 mmol) in CHyClp
(5 mL) was added MOMCI (0.40 mL, 5.4 mmol) at 0 °C. After stirring at 0 °C for 30 min, the mixture
was warmed to rt and stirred overnight. Chromatography provided 19 (0.676g) as a pale yellow oil in 87%
yield: Re=0.26 (9% EtOAc/hexanes); 'H NMR (250 MHz, CDCl3) 8 0.20 (s, 6H), 0.96 (s, 9H), 3.38 (s,
3H), 3.79 (s, 3H), 3.85 (s, 3H), 4.73 (s, 2H), 4.91 (s, 2H), 5.01 (s, 2H), 5.04 (s, 2H), 5.09 (s, 2H), 5.12 (s,
2H), 6.79 (s, 1H), 7.24-7.63 (m, 15H); 13C'NMR (90 MHz, CDCly) § -5.3, 18.3, 25.9, 55.4, 56.4, 56.6,
61.6, 63.7, 73.3, 76.7, 77.6, 96.6, 101.5, 118.1, 125.7, 126.3, 127.1, 127.2, 127.7, 128.1, 128.2, 128.3,
128.9, 131.5, 136.3, 136.7, 138.0, 138.1, 150.0, 150.3, 151.1, 152.4; IR (film) 2930, 1342 cm’'; HRMS
(ES) caled for C43Hs,05SiNa (MNa®) 747.3328 , found 747.3330.
(4,5,8-Tris-benzyloxy-1,7-dimethoxy-3-methoxymethoxymethyl-naphthalen-2-yl)-methanol.
To a solution of 19 (0.676 g, 0.93 mmol) in THF (5 mL) was added TBAF/THF (1 M, 1.86 mL, 1.86
mmol). The resultant solution was stirred at rt for 3 h. The solvent was evaporated and the residue
chromatographed (30% EtOAc/hexanes) to afford the product (0.563 g) as a pale yellow oil in 99% yield:
Ry=0.28 (30% EtOAc/hexanes); 'H NMR (250 MHz, CDCl3) & 3.40 (s, 3H), 3.44 (t, ] = 6.6 Hz, 1H),
3.85 (s, 6H), 4.71 (s, 2H), 4.93 - 4.97 (m, 8H), 5.12 (s, 2H), 6.81 (s, 1H), 7.23-7.62 (m, 15H); BC NMR
(90 MHz, CDCl5) 855.6, 56.3, 57.1, 62.1, 63.6, 73.0, 76.5, 77.7, 96 .4, 101.2, 117.6, 124.5, 126.3, 127.1,
127.2,127.6, 127.7, 128.1, 128.2, 128.7, 132.2, 136.1, 136.5, 137.5, 137.8, 150.3, 150.5, 150.6, 152.3; IR
(film) 3493, 1344 cm’'; HRMS (ES) caled for C3;H;303Na (MNa®) 633.2464 , found 633.2477.
4,5,8-Tris-benzyloxy-1,7-dimethoxy-3-methoxymethoxymethyl-naphthalene-2-carbaldehyde
(20). To a solution of 4,5,8-tris-benzyloxy-1,7-dimethoxy-3-methoxymethoxymethyl-naphthalen-2-y1)-
methanol (0.337 g, 0.55 mmol) in CH2Cl, (10 mL)was added Dess-Martin periodinane (0.352 g, 0.83
mmol). The resultant mixture was stirred at rt for 30 min, filtered and concentrated to give a yellow oil
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which was chromatographed (20% EtOAc/hexanes) to afford 20 (0.302 g) as a yellow oil in 90% yield: Ry
= 0.26 (20% EtOAc/hexanes); 'H NMR (250 MHz, CDCl3) & 3.36 (s, 3H), 3.86 (s, 6H), 4.73 (s, 2H),
4.95 (s, 2H), 5.02 (s, 2H), 5.10 (s, 2H), 5.13 (s, 2H), 6.92 (s, LH), 7.26-7.58 (m, 15H), 10.77 (s, 1H); °C
NMR (62.5 MHz, CDCl;) § 55.4, 56.4, 60.4, 65.1, 73.4, 76.8, 77.9, 97.0, 103.8, 119.9, 123.4,125.8, 1270
127.1, 127.4, 127.7, 127.9, 128. 1 128.2, 128.4, 128.8, 136.3, 137.0, 137.5, 151.1, 151.2, 152.5, 158.1,
193.0; IR (film) 1688, 1342 cm™'; HRMS (ES) calcd for C3;H3404Na (MNa") 631.2308 found 631.2313.
4,5,8-Tris-benzyloxy-1,7- dlmethoxy 3-methoxymethoxymethyl-naphthalen-2-0l (21). To a
mixture of 20 (0.122 g, 0.20 mmol) and NaHCO3 (0.038 g, 0.45 mmol) in CH,Cl» (5 mL) was added
mCPBA (50-80%, 0.086 g). After stirring overnight at rt, the mixture was diluted with CH,Cl; (20 mL),
washed with brine, and dried over NaySOy4. After evaporation, the residue was dissolved in a saturated
solution of NH3 in EtOH (4 mL). After stirring for 5 min, the mixture was concentrated to provide crude
21. While 21 could be isolated as a yellow oil' and characterized, this was accompanied by rapid
decomposition. As such crude 21 was normally taken on to the next step without purification. Rf=0.25
(20% EtOAc/hexanes); 'H NMR (360 MHz, CDCl3) & 3.40 (s, 3H), 3.80 (s, 3H), 3.85 (s, 3H), 4.74 (s,
2H) 4.85 (s, 2H), 4.89(s, 2H), 5.01 (s, 2H), 5.13 (s, 2H), 6.63 (s, 1H), 6.74 (s, 1H), 7.24-7.60 (m, 15H);
CNMR(9OMHZ CDCl;) & 55.4, 56.5, 62.6, 65.3, 72.9, 76.6, 78.1, 96.3, 98.1, 116.6, 125.8, 127.4,
127.7, 127.8, 128.1, 128.2, 128 .4, 128. 5 128.9, 132.5, 134.3, 135.6, 136.8, 137.8, 138.0, 147.1, 150.5,
151.8, 153.0; IR (film) 3400 1347 cm™'; HRMS (ES) calcd for C36H3605Na (MNa ) 619.2298 found
619.2307.
2,4,5,8-Tetrakis-benzyloxy-1,7-dimethoxy-3-methoxymethoxymethyl- naphthalene (22).
Crude 21 was dissolved in acetone (4 mL), then treated with K2CO3 (0.276 g, 2 mmol), nBugNI (0.073 g,
0.2 mmol), and BnBr (0.05 mL, 0.3 mmol). After stirring overnight at 55 °C , the mixture was filtered,
concentrated, and chromatographed (15% EtOAc/hexanes) to provide 22 (0.076 g) as a yellow oil in 55%
 total yield from 20: Ry=0.27 (15% EtOAc/hexanes); 'H NMR (360 MHz, CDCl3) 8 3.23 (s, 3H), 3.84
(s, 3H), 3.85 (s, 3H), 4.63 (s, 2H) 4.74 (s, 2H), 4.96 (s, 2H), 5.02 (s, 2H), 5.12 (s, 2H), 5.29 (s, 2H), 6.70
(s, 1H), 7.22-7.63 (m, 20H); CNMR(9()MHZ CDCls) 8 55.3, 56.6, 60.4, 62.0, 73.0, 75.8, 76.4, 78.0,
96.7,99.7, 1154, 117.4, 1223, 127.2, 127.71, 127.74, 127.8, 127.9, 128.1, 128.2, 128. 3 128.4, 128.9,
135.8, 136.8, 138.0, 138.3, 143.9, 149.8, 150.3, 151.5, 152.6; IR (film) 1602, 1345 cm™"; HRMS (ES)
caled for C43Hy>05Na (MNa™) 709.2777 found 709.2764.
4,5,8-Tris-benzyloxy-2-tert-butyldimethylsiloxymethyl-1,7-dimethoxy-naphthalen-3-ol (23).
To a solution of 18 (0.03g, 0.044 mmol) and bis(2-nitrobenzene)diselenide (0.002 g, 0.005 mmol) in PhH
(2 mL) was added H07 (30%, 0.1 mL). After stirring overnight at rt, the mixture was diluted with
CH2Cl; (20 mL), washed with Na;SO3 followed by brine, and dried over Na;SQy4. After evaporation of
the solvent, the residue was dissolved in methanol (1 mL) and treated with 10% KOH (0.01 mL). After
stirring for 5 min, the mixture was diluted with CH»Cl, (20 mL), washed with brine, and dried over
NazS04. While 23 could be isolated as a yellow oil and partially characterized, this material was
particularly unstable. As such crude 23 was normally taken on to the next step without purification. Ryf=
0.25 (15% EtOAc/hexanes); 'H NMR (250 MHz, CDCl3) 8 0.16 (s, 6H), 0.91 (s, 9H), 3.74 (s, 3H), 3.84
(s, 3H), 4.88 (s, 2H), 4.93 (s, 2H), 5.12 (s, 2H), 5.13 (s, 2H), 6.78 (s, 1H), 7.26-7.59 (m, 16H).
3,4,5,8-Tetrakis-benzyloxy-2-tert-butyldimethylsiloxymethyl-1,7-dimethoxy-naphthalene
(24). Crude 23 was dissolved in acetone (2 mL), treated with K»CO3 (0.11 g, 0.8 mmol), nBugNI (0.014
g, 0.04 mmol) and BnBr (0.01 mL, 0.08 mmol). After stirring overnight at 55 ©C , the mixture was filtered,
concentrated and chromatographed (12% EtOAc/hexanes) to provide 24 (0.016 g) as a yellow oil in 48%
overall yield from 18. Ry= 0.27 (15% EtOAc/hexanes); 'H NMR (360 MHz, CDCl3) 6 0.12 (s, 6H), 0.86
(s, 9H), 3.79 (s, 3H), 3.83 (s, 3H), 4.89 (s, 2H), 4.95 (s 2H), 5.03 (s, 2H), 5.17 (s, 2H), 5.20 (s, 2H), 6.76
(s, 1H), 7.19-7.41 (m, 18H), 7.59 (d, J= 7.3 Hz, 2H); c NMR (125 MHz, CDCl3) & -.5.23, 18.35, 25.99,
55.43, 56.93, 64.01, 72.89, 76.03, 76.66, 76.82, 101.40, 119.10, 123.29, 127.30, 127.61, 127.75, 127.86,
128.04, 128.16, 128.19, 128.22, 128.59, 128.61, 129.07, 136 43, 137.05, 138.08, 138.13, 138.18, 144.60,
147.63, 149.20, 150.89, 152.16; IR (film) 1592, 1344 cm™'; HRMS (ES) calcd for C4;H5;075{Na (MNa™)
779.3380 found 779.3407.

S4




© 2001 Amerlcan Chemlcal 8001ety, Org Lett Xle 010162206 Supportlng Info Page 5

«ﬁ

R

0868

cbbtb 't

EQEQT G

G2cr8’'6

T

Br

OBn
CHO

MeO

Slv'§

—

Tri T3 ¢

9/8° 6 |

A —J L0S ¢

AVHOIUINT [

4



009ct ¢

B

cl8lL €
8I118°E

cc9/9 v

65967
GIr66 b

cr8LG 7/

Br

OH

MeO

S6

08°9¢

19°81

B8 /¢

£8°81

IYHIIINT |

© 2001 Amerlcan Chemlcal 8001ety, Org Lett Xle 010162206 Supportlng Info Page 6




@ TEH AT o e

erican

6£69G 1 -
EVGS0°2

70229 't

ing In

SEGEB'E
£EBECO. ¥

1CIET P //

96081 v

S69/6 ¥ ~
PPG00 "G

PEPGS 9

8G6VG /I
0/855 7
89//G /
0€186 £

OBn

Br

MeO

OBn

fo Page 7

0/ 97
I
Lo
L
—_ o=
1022 +— -a
— } w0a
o
°
9/°G
BG 'G5
' o
SN
F
B2 1V
g5 11
o
@
o
()]

IVHOILINT [




e A AY T B o T i meme _.,\ﬂ,.»_-.,—;

© 2001 Amerlcan Chemical 8001ety, Org. Lett., Xie 01016220e Supporting Info Page 8

TLPET 9 ™
G2 i 9

Wdd

OBn crCo)s

OMe

MeO

OBn

S8

v69c-

3
ji—’—i

. egc9- |

ce8-

yGr9-

i
%

IVHOILINT [

4

5.0

.0

.0

PPM



€9160 -
L2520
90040~
L9I6

PEear
1/E0C
[696¢”

'f@@ﬁﬁﬁﬁﬁﬁ&@ﬁﬁ%ﬁﬁ%ﬁ“gﬁ%ﬁﬁ@ﬁ%&ﬁ%@%ﬁQWM}

© 2001 Amerlcan Chemical Society, Org. Lett., Xle 010162206 Supportlng Info Page 9

64862 9

69710/°9

66rG/ "9
SOVOO L
ﬂ?/?? /

(SDIQDN N NINJNJNI\

S6875°5 -
AT IV

€cE666

Wdd

OBn OH

11

59

Ec+8E

cc_ 69

6V ¢

26 E£¢

558

IVHIFINT [

6 .
PPM

7.0




0ccro'¢c

=

BSS1

Z
GE6VE"

< VV [anllani(aplind]

T02/79
00092 7

12

OBn OH

I6IEB'B

Lk

c 09
L L5

|

0'0tt
c E¥

L-0l¢

IVHI3LINI

]

8

0

10

PPM



y i

© 2001 Amerlcan Chemlcal 8001ety, Org Lett Xle 010162206 Supportmg Info Page 11

£8258° ~
[AT4=N ~
29c88°

E9BGS T~
6148
009€
SL0V

wym

6429 E

c/cpa’c

08E98 "V
ccVED’'S

Pe09F'5

9£09c¢'G

66E6S°6

Wdd

OBn OMe

MeO!l

o)
o)

OBn OH

(@]
T Ger o
[e»]
[qV]
(@]
m
v Gr
g6y | o
g
g/t o
1 ZE T+ -
6 1E 0
v 0t
=
o Q.
a.
F O
—LD
L vi |
o
L~
9 vGL |
[e»]
[es]
o [
-
[ o
r
I
——x g ]
‘ o
e
’WHSHLNIL

S11




d‘mw’?‘:"w"

£9680°
BPV60’

© 2001 Amerlcan Chemlcal 8001ety, Org Lett., Xie 010162

L2c0l”

96907 :
16618
r60ce _ /
g98cc’

Svcceb’

CLESH —

€cig6

c9986°

Lbivl e

41425 N »
0c618 €

66658 £

OBn OMe
OBn_ OBn
17

0EEQG £
2098 ¢

J

IYHOILNT [




T TaN —L36
7968" . P
1806 — __@ET
1616 s ~
2reh
'. 4 J'— ce'v
G/97 € L 26y |
G//8°€ L
06 p —EEE T}
1/700°G —CcEE |
P9/1 & = =_——_Gr' 9 |
6602 G I
—J—5 7}
T~
g2 e
: 16 ¢
(D —
= 1
O L
(@) I .
O
[0
s &
0] @] ()
c ) ™
@ @ -
(@] (@]
@)
Q
E -
3505 07 ov b
IYHIILINI

Wdd

6.0

0

8.

10



ﬁ“ﬁﬁ

6cG6/°8 —

/8652 /7
29692/
€28l £
Gribe 7~
yOrat /
GIviE"

FEQOT
6/812 B
reEscce

. E6lge” \—“_.
14 24N’ —— tcc
90bel B ™ _/’W.
CcLGEL € - — v
89LE8 € I —
S0r88 F _ _BIET 1
/c8ib ' F ~ — g
08SE6 P T8 -
09sv0 G = T E e e T Ceeo [
0/801°6 -~ ANGITE r
GI8ET G S~ 3
y58bc 6

68¢ 1

OBn OMe

YH9ILNT [

.0



2068} -

S 8¢

9/G61
89702
20268 {
e
9erG6 BEBF + o
21696 e
686 [
66/82 V o I
1666 L
TOviE S [
€2vea V
(e}
g2cl0 @ - o
(@]
1 )
ZTBLE E ] 8-t B
7106/ € —~— Lssz 1€ Z¢
E/GrB € ] ©
~
il v — L _[E6
£2/06 7 -
2EQ00 G~ 98.6 “
PIEVO G —— TG GE | 10
291606~ 1
9geel G [
(e}
w0
' FE 7|
E — PO
& 9 -
5 3 "
02 19
2 s | S6 6
®) (@)
5 s P =
Jat :
S [
()]
p=
(e}
e
IWH9ILINT [

PPM



L8 S R R R S SR ":-'"r'"a?:':?wews' T 0 e e 5 o T S e A

© 2001 Amerlcan Chemlcal 8001ety, Org Lett Xie 01016220e Supportmg Info Page 16

.‘o
4 (@]
g o
r
P1G9e 1
. o
G80GO0 @ : . ‘ : — o
(@]
™
[
86t
SIBE T — = i
GTZEV E i
- S TS
IG6V8 € . N L°
_ :é K
BETTZ ¥~ ‘ - — 78 1 &
05626 7\ ' : — 1 ot
PPBEE b v . I 172
S8V v A ' ——— ©
vEBE v o ‘ : ——
19621 G [
(o}
w
- a8l |
O ™~
r = .
O O T
o0&V
[«}]
= @ '
o (o] P ©
@ @ [ ©
Qo o
e
D
E (@]
9))]
Wdd S16 : , IVHOILINT |
’ . L4




© 2001 Amerlcan Chemlcal 8001ety, Org Lett Xle 010162206 Supportmg Info Page 17

LrS0 ¢

grge ¢

9e98 't

LYEL Y
8Gr6 ¥~

L810°§
vEB60 5
EEA ]

AT T T T

849, 0}
Wdd

OBn OMe

Meo[!‘

CHO

OMOM

OBn OBn

¢ 98§

20

S17

e |

—EOE |

Jvie

—

08¢ i

— 5t |

G EGC
9 1v

— 791 |

vd93LNI

1

.0




o 2001 Amerlcan Chemlcal 8001ety, Org Lett Xle 010162206 Supportmg Info Page 18

0cior 't

EQT08 € —~—
60cGB 't

16604 F X
cheEvL b ~—
LBFEB ¥ ~—
BccbB ' b

8ccl0 &
060ET G

Wdd

!

T

B6SY ¢

ﬁ

06€ ¢
B6GV 2

W

LEG
gEg |1
BB

W

|

868 |
PGl 1

f

€6
68

;

€81 21
YR

OBn OBn
21

OBn OMe
R oed
OMOM

S18 : TYHOIUINT

A=V .

: ,Jub}d% { b

K

.0




R ey e e T e S A e R s T A L SR e e W e
© 2001 Amerlcan Chemical 8001ety, Org. Lett., Xle 010162206 Supportmg Info Page 19
E
I .
J o
. | ( Fa
6v09c 1 : ’ » o ——
! : o . | 1
| o
| -
i
_l
|
,+
L
— ;
: AT Ty
[yVES € =R
_ll .
i |
T
Gcove £ j_/—_—_L o
Pi1iv8 E ‘ ] » I ] <
| | | . S
LOEEYQ b . ’ : : ) i“————*—*
VLLEL D : ‘ : :*T/_ggt.}_—‘t: os
T A — _ -J%?‘"ﬁ"i» &
Gr810 G . : : ST 8. L T ap
0047175 R —gg~.mg%
viGB2 G _ | 8¢
| o
|
= i
®
=
s X
o
[}
= 5
98 :
c c N ;
m m :
. e O Q @] .
0
Ay t
=
é r
o
i =
b
| r
Wdd 319 ‘ IVHOILNT |




© 2001 Amerlcan Chemlcal 8001ety, Org Lett Xle 010162206 Supportmg Info Page 20

79507\ o
G86ET
§eoar”
/AN
529587\
92/88° N\
EBG06
80/€6°
VEOGE T
v0295 1
(@]
: Lo
: ©
L m
BOSELE e ST A 2
T6ErE € 86 E |
a
A A— 0 TTTOvE o a
EVVPEE b E —y 89,8 _(D_
7N o _ A}_) 62 G 10
JOIEr G — 5 =
ZE00E’G © c _
= o
e °
@ a4 o =
O 0] O
vOG// g S -
8/65¢ 7 =
Lv9ic { 8S°1
Ovege / <
~
TE 62
ZA
f
2 o
: o8]
E e
(0)}
320 YH9IINT |



619r8- N
00098"

FESBB

LLEGS T

y£085°1

rcB88/ € ~—
GrGeB €

8E068 ¥
£96F6 v —
BITED'G

808391 "G
2LLBT 76

££09, 9

62209 ¢

-

OTBS

OBn
s

OBn OMe
24

MeO ! I
_ OBn OBn

oAt e e b AR s
e,

IVHOILINI [

3

7

0



