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Lewis acid-Et3SiH induced deoxygenation of anomeric carbon of sugars generates tetrahydrofuran deriv-
atives, accompanied by hitherto unknown dimeric products. If the reagent addition steps are reversed,
tetrahydrofuran derivatives are obtained as the sole products, while only the dimeric products are iso-
lated if Et3SiH is excluded. One of the deoxygenated products has been transformed into a B-

© 2012 Elsevier Ltd. All rights reserved.

Self-glycosylation reaction for the generation of disaccharides is
scarcely reported. Formation of di-p-fructose dianhydrides via acid
catalyzed dimerization' of p-fructose, sucrose or inulin through a
fructosyl oxocarbenium cation and in situ glycosylation into the
respective disaccharide has been demonstrated by Mellet and Gar-
cia Fernandez group.? Very recently, a report by Uriel et al.?
disclosed the use of self-glycosylation for stereoselective formation
of disaccharides from mannose-derived orthoesters by treatment
with BF3-Et;0. The role of BF3-Et,0 for the cleavage of acetonide
protection and as promoter in glycosylation reaction in a tandem
manner has been clearly revealed in these reactions. It appeared
that during the self-glycosylation reaction occurring through
oxocarbenium ion, in situ addition of a hydride donor that could
act in the presence of the Lewis acid to reduce the double bond
would prevent glycosylation and generate solely 3-hydroxytetra-
hydrofuran derivatives (deoxygenated products), which could be
transformed to bioactive isonucleosides*~” via nucleophilic dis-
placement of 3-OH group by nucleobases (Fig. 1). However, if gly-
cosylation and hydride addition compete with each other, the
reaction could afford both deoxygenated and dimerized products.
This realization has encouraged us to exploit this strategy for the
stereoselective preparation of D-glucose-based chiral 3-hydroxy-
tetrahydrofuran derivatives and di-p-glucose 1,2’:1’,2-dianhy-
drides (dimeric products), and the results are described herein.

* Corresponding author.
E-mail address: bantim_2006@rediff.com (S. Mukherjee).

0040-4039/$ - see front matter © 2012 Elsevier Ltd. All rights reserved.
http://dx.doi.org/10.1016/j.tetlet.2012.06.121

The starting sugar based precursor 5 was derived from 3-O-ben-
zyl xylose,® whereas 6 and 9 were obtained from the corresponding
dihydroxymethyl derivatives®!° via benzylation. Compounds 7,
8,'210,' and 11'* were prepared following the literature methods.
For the deoxygenation of the anomeric carbon, the starting syn-
thons (type A, Scheme 1) 5-11 (Table 1) were treated with Et3SiH
in the presence of BF5-Et,0.'>!® Interestingly, treatment of BF5-Et,0
at first followed by Et3SiH (Method 1)'” furnished the normal tetra-
hydrofuran derivatives (type B) 12, 14, 16, 18, 20, 22, and 24 (27-
45% yields) along with the hitherto unknown dimeric products
(type C) 13, 15, 17, 19, 21, 23, and 25 (32-38% yields) (Table 1).
However, reversal of the addition schedule to employ Et3SiH first
and then BF5-Et,0 ensured exclusive formation of the deoxygen-
ated products in 67-78% yields (Method II).!” On the other hand,
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Figure 1. A strategy to generate isonucleosides.
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Method I:
(i) BF3.Et,0
RL O CH,Clz, 0 °C, 15 min RN
Tj_?wo (ii) Et3SiH (4 equiv.), 2 h, 1t R2‘ + R
R )< .\R2
RS
7 a0 “oH o R
Method II:
(i) Et3SiH (4.0 equiv.),
RL O CH2Clz, 0 °C, 15 min RO
Rm% (i) BF3.EL,0 (2 equiv.), 2 h, rt Rz‘j__?
s 3 ‘OH
RS A 9] R B
Method lIl:
BF3.Et,0 (2 equiv.), RL O
CH,Cly, 0 °C, 15 min R 0 R3
3 o} N )
C
R' = CH,0Bn/Vinyl/Pentenyl, R? = H/CH,0Bn, R® = OBn/Oallyl/H
Scheme 1. Deoxygenation of anomeric carbon and dimerization of sugar.
Table 1
Reaction of sugar derivatives with BFs-Et,O-Et3SiH
Entry Starting sugar Deoxygenated product Yield (%) Dimeteric product Yield (%)
Method I Method II Method I Method II
BnO 050 BnO O BnO Ol .o, ,0Bn
1 )( 42 78 Y 33 75
BnO 5 © BnO 42 OH
BnO™\ 0 0 BnO™\ 0
BnO—"\ / BnO—"\ /
2 gnd’ 6 O Bna’ 14 OH 27 67 37 72
O — O
CaH7 !
3 )< m 35 72 35 80
Bnd’ 7 © BnO 16 OH
0N R
1le)
4 )( , 38 72 36 78
\/\O g O \\/\o 18 OH
BnO\,O\ .0 BnO Y
BnO— / )( BnO—" /
5 9 "o 20 ‘OH 42 75 32 73
BnO H o BnO H o
o \O
6 =, )< =y 45 71 36 79
(6] A (0) (6] H OH
10 22
O O
BnO/\Sj 0 Bn O/p
7 N )( ., 44 69 38 70
\/\O () N0 OH
1 24
the use of BF3-Et,0 as the sole reagent furnished the dimeric prod- anomeric carbon signal in the *C NMR spectra, coupled with the

ucts exclusively in 70-80% yields (Method I11).!” All the products absence of signals for isopropylidene methyl and the anomeric
were characterized by 'H and *C NMR besides MS analyses.'® proton in the 'H NMR spectra of the deoxygenated products indi-
The presence of an extra CH, signal (~5 70.0) and absence of the cated the successful reduction of the anomeric position. However,
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the anomeric proton and carbon signals appeared at ~4 5.2 and ~¢
98.0, respectively, as expected, in the NMR spectra of the dimeric
products, which showed peaks for half the number of nuclei due
to C, symmetric nature of the molecules. Mass spectral analyses
of the dimeric products showed the appropriate molecular ion
peaks.

The proposed mechanism for the formation of two products in-
volves the cleavage of the acetonide ring aided by complexation
with BFs;, producing an oxocarbenium intermediate that either
undergoes reduction with triethylsilyl hydride to produce the C-
1-deoxygenated product or dimerizes. However, addition of Et3SiH
before BF;-Et,0 ensures that the initially formed silicon—-complex
intermediate can facilitate the transfer of hydride ion on to the
anomeric carbon, leading to the formation of deoxygenated prod-
uct only (Fig. 2). Formation of the dimer as the sole product using
only BF3-Et,0 is also in full agreement with the mechanism.

Subsequently, to support the formation of dimers, one of the di-
meric products, the diallyl-divinyl-1,4-dioxane derivative 19, was
treated with 1st generation Grubbs catalyst in CH,Cl, to isolate
the bis(pyranofuro)dioxane derivative 26'° in 82% yield upon ring
closing metathesis reaction (Scheme 2).

Since 3-hydroxytetrahydrofuran derivatives are key intermedi-
ates for some important isonucleosides, we exploited the tetrahy-
drofuran derivative 12 as a representative example for
isonucleoside synthesis. Thus, insertion of 6-chloropurine base on
12 under Mitsunobu reaction condition using DEAD-PhsP in THF
produced the protected nucleoside 27'° in 56% yield (Scheme 3).
Substitution of chloro group by amine upon treatment with meth-
anolic ammonia followed by hydrogenolytic cleavage of the benzyl
groups furnished in 51% yield (in two steps) the targeted B-isonu-
cleoside 28 as foam, [¢]% +27.2 (c 0.24, MeOH) {lit* [¢)Z’ for its
enantiomer —26.6 (¢ 0.27, MeOH)}; ESIMS, m/z: 274 (M+Na)".
Inclusion of the chloropurine ring was evident from the presence
of two singlets at ¢ 8.33 and 8.64 in the 'H NMR spectrum, and
the signals at ¢ 130.9, 144.9, 150.7, 151.5, and 151.7 in the *C
NMR spectrum of 27.

In conclusion, this work describes a method for the deoxygen-
ation of anomeric carbon using Lewis acid catalyzed reduction
with triethylsilane. Tinkering with the reagent addition order also
generated dimeric products, which became the exclusive products
by avoiding the silane reagent. Subsequent inclusion of a nucleo-
base on one of the deoxygenated products under Mitsunobu

Figure 2. Mechanism for the formation of the products.
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Scheme 2. Ring closing metathesis of the olefin 19-26.
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Scheme 3. Conversion of 12 to the isonucleoside 28.

reaction condition and shedding of the protecting groups provided
an isonucleoside. This strategy could be used to other systems.
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General procedure for the preparation of deoxygenated and dimeric products:
Method I: To a solution of 5 (1.0 g, 2.70 mmol) in CH,Cl, (20 mL) at 0 °C was
added freshly distilled BF;-Et,O (0.68 mL, 2.0 equiv) and the mixture was
allowed to stir for 15 min under N, atmosphere. Et;SiH (1.7 mL, 4.0 equiv) was
added to it and the reaction was allowed to continue for 2 h. The mixture was
diluted with water (10 mL); the CH,Cl, was separated, washed with water
(2 x 5mL), dried (Na,SO,4) and evaporated to yield a mixture of two products.
These were separated by column chromatography on silica gel (60-120 mesh)
using EtOAc-petroleum ether (1:49) and EtOAc-petroleum ether (1:4) to
furnish 13 (556 mg, 33%) and 12 (356 mg, 42%), respectively as viscous liquids.
Method II: Et3SiH was added to the substrate solution followed by BFs-Et,0,
using the same protocol as described in Method 1. The products identified were
12 (78%),14 (67%),16 (72%), 18 (72%), 20 (75%), 22 (71%) and 24 (69%) with the
respective sugar derivatives 5-11. Method III: BF3-Et,0 (2 equiv) was added to
the well stirred substrate solution at 0°C. After 15 min more at 0°C, the
stirring was continued for 2 h at room temperature. A cold solution of 5%
NaHCO; (10 mL) was then added. Usual work-up and purification afforded the
dimeric products 13 (75%), 15 (72%), 17 (80%), 19 (78%), 21 (73%), 23 (79%) and
25 (70%), respectively with 5-11.

Characterization data of the deoxygenated products: Compound 12: [oc]?f -19.8 (¢
0.96, CHCl5); "H NMR (CDCls, 300 MHz): 6 2.29 (br s, 1H), 3.62-3.76 (m, 3H),
3.89(brd, 1H,J =2.4 Hz),4.12 (dd, 1H,] = 3.9,9.9 Hz), 4.31 (br s, 2H), 4.50 (br d,
2H, ] =11.4 Hz), 4.61 (d, 2H, ] = 11.7 Hz), 7.30-7.32 (m, 10H); '*C NMR (CDCls,
75 MHz): 6 68.6 (CH,), 72.2 (CH), 73.4 (CH>), 73.5 (CHy), 75.0 (CH), 79.2 (CH),
84.3 (CH), 127.5-128.5 (10 x CH), 137.9 (C), 138.1(C); ESIMS, m/z: 337
(M+Na)*. Compound 14: [0]¥® +49.3 (c 0.76, CHCl;); 'H NMR (CDCls,
300 MHz): ¢ 3.56 (d, 1H, J=10.3 Hz), 3.63 (d, 1H, J=10.3 Hz), 3.72 (d, 1H,
J=10.0Hz), 3.80 (d, 1H, J=10.0 Hz), 3.87 (d, 1H, J=9.7 Hz), 3.99 (partially
merged dd, 1H, J =3.2, 9.7 Hz), 4.02 (br s, 1H), 4.15 (br d, 1H, J=7.7 Hz), 4.28
(brd, 1H,J=10.8 Hz), 4.45 (d, 1H,J = 11.8 Hz), 4.50 (d, 1H,J = 11.8 Hz), 4.53 (d,
1H,J = 12.0 Hz), 4.58 (d, 1H, J = 12.0 Hz), 4.66 (d, 2H, ] = 12.0 Hz), 7.23-7.35 (m,
15H); 3C NMR (CDCls, 75 MHz): 6 69.5 (CH,), 72.7 (CH,), 73.2 (CH,), 73.5
(CHy), 73.8 (CHy), 74.0 (CH,), 75.4 (CH), 86.1 (C), 87.1 (CH), 127.3 (2 x CH),
127.4 (CH), 127.5 (2 x CH), 127.6 (CH), 127.8 (2 x CH), 127.9 (CH), 128.2
(2 x CH), 128.3 (2 x CH), 128.5 (2 x CH), 136.9 (C), 137.8 (C), 138.1(C); ESIMS,
m/z: 457 (M+ Na)*. Compound 16: [oc],zj5 —12.8 (¢ 0.81, CHCl5); 'H NMR (CDCls,
300 MHz): 6 0.91 (t, 3H, J=7.3 Hz), 1.35-1.47 (m, 2H), 1.73 (br s, 1H), 2.03-
2.16 (m, 2H), 3.67 (d, 1H,J = 9.8 Hz), 3.79 (d, 1H,J = 3.2 Hz), 4.21 (dd, 1H, ] = 4.4,
9.8 Hz), 4.40 (s, 1H), 4.60 (s, 2H), 4.83 (br t-like, 1H), 5.65-5.71 (m, 2H), 7.32 (br
s, 5H); 3C NMR (CDCls, 75 MHz): 6 13.6 (CHs), 22.6 (CH,), 29.7 (CH,), 71.9
(CHy), 73.2 (CH,), 75.2 (CH), 75.8 (CH), 85.5 (CH), 124.6 (CH), 127.3 (2 x CH),
127.5 (CH), 128.2 (2 x CH), 134.5 (CH), 137.8 (C); ESIMS, m/z: 285 (M+Na)",
301 (M+K)". Compound 18: [#)3 —14.0 (c 0.64, CHCl3); 'H NMR (CDCls,
300 MHz): 6 2.30 (br's, 1H), 3.70 (dd, 1H, J = 1.8, 11.6 Hz), 3.80 (br dd-like, 1H),
4.04-4.13 (m, 2H), 4.17 (dd, 1H, ] = 4.3, 9.7 Hz), 4.36 (br dd-like, 1H), 4.50 (dd,
1H, J=4.0, 7.0 Hz), 5.18 (dd, 1H, J = 1.4, 10.3 Hz), 5.25-5.31 (m, 2H), 5.37 (dd,
1H,J = 1.0, 17.2 Hz), 5.86-6.04 (m, 2H); "*C NMR (CDCls, 75 MHz): 6 71.6 (CH,),
73.8 (CHy), 75.7 (CH), 82.1 (CH), 86.0 (CH), 117.4 (CH,), 118.6 (CH>), 134.0 (CH),
134.7 (CH); ESIMS, m/z: 193 (M+Na)". Compound 20: [oc]és +21.9 (c 0.22,
CHCl3); 'H NMR (CDCls, 300 MHz): 6 1.99 (d, 1H, J=15.0 Hz), 2.08 (d, 1H,
J=15.0Hz), 3.32 (d, 1H, J=9.8Hz), 3.39 (d, 1H, J=9.8 Hz), 3.53 (d, 1H,
J=9.8Hz), 3.67 (d, 1H, J=9.8Hz), 3.76 (d, 1H, J=9.5Hz), 3.94 (d, 1H,
J=9.5Hz), 4.26 (s, 2H), 4.50 (d, 1H, = 12.0 Hz), 4.56 (d, 1H, J = 11.7 Hz), 4.57
(d, 1H, J=12.0 Hz), 4.70 (d, 1H, J=11.7 Hz), 7.29-7.34 (m, 10H); 3C NMR
(CDCl3, 75 MHz): 6 35.2 (CHy), 65.9 (CH,), 66.1 (CH,), 71.0 (CH3), 72.5 (CHy),
73.0 (CH,), 74.4 (CH), 89.2 (C), 127.5-128.4 (10 x CH), 137.3 (C), 138.0 (C);
ESIMS, m/z: 351 (M+Na)*. Compound 22: [2]3* —16.8 (c 0.53, CHCl5); "H NMR
(CDCl3, 300 MHz): § 1.77 (br s, 1H), 3.61 (t, 1H, J = 8.4 Hz), 3.86 (dd, 1H, J = 6.6,
8.4 Hz),3.95 (d, 1H,J = 10.2 Hz), 4.00 (d, 1H,J = 3.0 Hz), 4.03—-4.11 (m, 1H), 4.32
(br s, 1H), 4.42 (d, 1H, J=42Hz), 457 (d, 1H, J=12.0Hz), 4.72 (t, 1H,
J=45Hz), 478 (d, 1H, J=12.0Hz), 7.29-7.37 (m, 5H); '*C NMR (CDCls,
75 MHz): 6 70.2 (CH,), 72.4 (CH,), 74.5 (CH,), 76.7 (CH), 79.1 (CH), 80.1 (CH),
88.2 (CH), 127.9-128.4 (5 x CH), 137.6 (C); ESIMS, m/z: 259 (M+Na)". Anal.
Calcd for Cy3H1604: C, 66.09; H, 6.83; Found: C, 66.26; H, 6.91. Compound 24:
[oc],zf —20.4 (¢ 0.93, CHCl5); '"H NMR (CDCls, 300 MHz): 6 2.46 (d, 1H, ] = 2.4 Hz),
3.63-3.74 (m, 3H), 3.83 (d. 1H, J = 3.6 Hz), 3.96 (dd, 1H, J = 5.4, 12.9 Hz), 4.08
(t-like, 1H, J = 9.6, 10.8 Hz), 4.09 (t, 1H, J = 9.6 Hz), 4.28—4.31 (m, 2H), 4.52 (d,
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1H, J = 12.0 Hz), 4.62 (d, 1H, J = 12.0 Hz), 5.16 (d, 1H, J = 10.5 Hz), 5.24 (d, 1H,
J=17.4Hz), 5.77-5.90 (m, 1H), 7.27—7.35 (m, 5H); '*C NMR (CDCl5, 75 MHz):
5 68.5 (CH,), 70.9 (CH,), 73.3 (CH,), 73.4 (CH,), 74.6 (CH), 79.1 (CH), 83.9 (CH),
116.9 (CH,), 127.5 (CH), 127.7 (2 x CH), 128.3 (2 x CH), 134.2 (CH), 137.9 (C);
ESIMS, m/z: 287 (M+Na)".

Characterization data of the dimeric products: Compound 13: [z]ﬁs -9.1(c0.32,
CHCl5); 'H NMR (CDCl5, 300 MHz): & 3.72-3.74 (t-like, 2H, ] = 2.8, 3.0 Hz), 4.00
(d, 1H, J=2.9Hz), 412 (d, 1H, J=3.5 Hz), 447-4.54 (m, 3H), 4.61 (d, 1H,
J=12.0Hz), 466 (d, 1H, J=12.0Hz), 5.16 (d, 1H, J=3.6 Hz), 7.28-7.32 (m,
10H); *C NMR (CDCls, 75 MHz): § 67.6 (CH>), 71.8 (CH,), 73.3 (CH,), 76.6 (CH),
79.7 (CH), 82.5 (CH), 97.0 (CH), 127.5-128.3 (10 x CH), 137.4 (C), 138.0 (C);
ESIMS, m/z: 647 (M+ Na)*. Compound 15: [oc],Z)5 -23.4 (c 0.54, CHCl3); '"H NMR
(CDCls, 300 MHz): & 3.52 (d, 1H, J=9.8 Hz), 3.65 (d, 1H, J=9.8 Hz), 3.68
(partially merged d, 1H, J=10.5Hz), 3.72 (d , 1H, J=10.5 Hz), 4.16-4.21 (m,
2H), 4.46 (d, 1H, J = 12.0 Hz), 4.49 (d, 1H, ] = 10.7 Hz), 4.51-4.61 (m, 3H), 4.72
(d, 1H, J=12.0Hz), 5.13 (d, 1H, J=3.9 Hz), 7.24-7.28 (m, 15H); '3C NMR
(CDCls, 75 MHz)): 8 69.4 (CH,), 71.1 (CH,), 72.2 (CH,), 73.2 (CH,), 73.4 (CH,),
78.0 (CH), 83.9 (CH), 86.1(C), 96.3 (CH), 127.2-128.1 (15 x CH), 137.7 (C), 138.0
(C), 138.3 (C); ESIMS, m/z: 887 (M+ Na)*. Compound 17: [0]¥ -74.6 (c 0.21,
CHCl3); 'H NMR (CDCl5, 300 MHz): 5 0.89 (t, 3H, J = 7.4 Hz), 1.34-1.43 (m, 2H),
1.98-2.11 (m, 2H), 3.99 (d, 2H, J = 3.0 Hz), 4.53 (d, 1H, ] = 12.1 Hz), 4.64 (d, 1H,
J=12.1Hz),5.08 (dd, 1H, ] = 3.4, 7.3 Hz), 5.19 (d, 1H, J = 3.8 Hz), 5.62-5.73 (m,
2H), 7.31 (brs, 5H); '*C NMR (CDCls, 75 MHz): 5 14.1 (CH3), 23.0 (CH,), 30.5
(CH,), 72.4 (CH,), 77.5 (CH), 77.6 (CH), 84.7 (CH), 97.8 (CH), 123.9 (CH), 128.0
(2 x CH), 128.2 (CH), 128.8 (2 x CH), 135.6 (CH), 137.9 (C); ESIMS, m/z: 543
(M + Na)*. Compound 19: [oc]ff’ -84.6 (c 0.46, CHCl3); '"H NMR (CDCls, 600 MHz)
1 83.98 (t, 2H, J = 3.6 Hz), 3.99 (partially merged dd, 1H, J = 6.0, 13.2 Hz), 4.11
(dd, 1H, J = 5.4, 13.2 Hz), 4.75 (dd, 1H, J = 3.6, 7.2 Hz), 5.18-5.21 (m, 2H), 5.28
(dd, 1H,J = 1.2, 17.4 Hz), 532 (d, 1H, ] = 10.8 Hz), 5.43 (d, 1H, ] = 17.4 Hz), 5.82-
5.88 (m, 1H), 5.95-6.01(m, 1H); '3C NMR (CDCl5, 150 MHz): § 71.0 (CH,), 76.9
(CH), 82.2 (CH), 84.2 (CH), 97.3 (CH), 117.6 (CH,), 119.4 (CH,), 131.9 (CH),
133.8 (CH); ESIMS, m/z: 359 (M + Na)*. Compound 21: [oc]f,s -35.7 (c 0.31,
CHCl3); 'H NMR (CDCl3, 300 MHz): & 2.11-2.15 (m, 2H), 3.45-3.55 (m, 2H),
3.62-3.66 (m, 2H), 4.44-4.59 (m, 4H), 4.72 (brd, 1H, J= 3.1 Hz), 5.85 (d, 1H,
J=3.7Hz), 7.27-7.31 (m, 10H); '3C NMR (CDCl5, 75 MHz): & 34.2 (CH,), 64.8
(CHa), 65.2 (CHa), 72.5 (CHa), 73.0 (CH>), 81.4 (CH), 89.2 (C), 104.8 (CH),127.4
(4 x CH), 127.6 (2 x CH), 128.2 (4 x CH), 137.5 (C), 138.1 (C); ESIMS, m/z: 675
(M + Na)*. Compound 23: )%’ -7.8 (c 0.46, CHCl5); "H NMR (CDCls, 300 MHz):
33.63 (t, 1H, J = 8.4 Hz), 3.87 (dd, 1H, ] = 6.6, 8.4 Hz), 3.98—4.05 (m, 2H,), 4.57
(d, 1H, ] = 11.7 Hz), 4.64 (d, 1H, ] = 3.9 Hz),, 4.74 (t, 1H, ] = 11.7 Hz), 4.78 (d, 1H,
J=4.5 Hz), 5.31 (d, 1H, J=3.6 Hz), 7.28—7.37 (m, 5H); '>*C NMR (CDCls,
75 MHz): § 69.2 (CH,), 72.5 (CH,), 77.4 (CH), 78.2 (CH), 79.8 (CH), 86.0 (CH),
98.1 (CH), 128.0 (2 x CH), 128.5 (3 x CH), 137.4 (C); ESIMS, m/z: 491(M+Na)".
Anal. Calcd for C;6H50s5: C, 66.66; H, 6.02; Found: C, 66.47; H, 6.11. Compound
25: [¢)%° -8.7 (¢ 0.33, CHCl3); "H NMR (CDCls, 300 MHz): & 3.67—378 (m, 2H),
3.94-3.98 (m, 2H), 4.05 (d, 1H, J=3.9 Hz), 4.11 (dd, 1H, J=5.1, 12.9 Hz),
4.47-4.54 (m , 1H), 452 (d, 1H, J = 12.0 Hz), 4.61 (d, 1H, J = 12.0 Hz), 5.15 (d,
1H,J = 3.6 Hz), 5.16 (d, 1H, 9.9 Hz), 5.25 (dd, 1H, ] = 1.2, 17.1 Hz), 5.76—5.89 (m,
1H), 7.27-7.33 (m, 5H); '3C NMR (CDCls, 75 MHz): & 67.5 (CH,), 70.7 (CH,),
73.2 (CH,), 77.2 (CH), 79.6 (CH), 82.4 (CH), 97.0 (CH), 117.3 (CH,), 127.4 (CH),
127.5 (2 x CH), 128.2 (2 x CH), 133.8 (CH), 138.0 (C); ESIMS, m/z: 547 (M+Na)".

. Spectral data: Compound 26: [0]3> —93.2 (c 0.61, CHCl3); 'H NMR (CDCls,

300 MHz): ¢ 3.99 (d, 1H, J=3.8 Hz), 404 (d, 1H, J=2.3 Hz), 411 (d, 1H,
J=17.1Hz), 423 (td, TH, ] = 1.4, 2.1, 17.1 Hz), 448 (br t, 1H, ] = 2.1 Hz), 5.21 (d.
1H, J=3.8 Hz), 6.02-6.07 (m, 1H), 6.11-6.16 (m, 1H); 3C NMR (CDCl;,
75 MHz): ¢ 65.0 (CHy), 71.8 (CH), 78.9 (CH), 80.1 (CH), 98.0 (CH), 121.4 (CH),
132.8 (CH); ESIMS, m/z: 303 (M+Na)*. Compound 27: viscous liquid; [0 +54.2
(¢ 0.43, CHCI3): 'H NMR (CDCls, 600 MHz): 6 3.78 (dd, 1H, ] = 6.0, 9.6 Hz), 3.84
(dd, 1H, ] = 6.0, 9.6 Hz), 4.04 (d, 1H, /= 11.4 Hz), 417 (dd. 1H, | = 7.8, 9.6 Hz),
424 (dd, 1H, [=6.6, 9.6 Hz), 428 (dd, 1H, | =60, 10.8 Hz), 432 (d, 1H,
J=11.4Hz), 4.37 (t-like, 1H, ] = 4.8, 5.4 Hz), 4.57 (d, 1, ] = 12.0 Hz), 4.63 (d, 1H,
J=12.0Hz), 5.45 (q, 1H, ] = 6.6 Hz), 7.29-7.37 (m, 10H), 8.33 (s, 1H), 8.64 (s,
1H); 3C NMR (CDCl3 150 MHz): 5 55.6 (CH), 67.8 (CH,), 69.5 (CHy), 73.6 (CHs),
741 CH,), 77.3 (CH), 80.9 (CH), 127.8-128.5 (10 x CH), 130.9 (C), 135.8 (C).
1375 (C), 1449 (CH), 150.7 (C), 151.5 (CH), 151.7 (C); ESIMS, m/z: 473
(M+Na)", 475 (M+Na)".
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