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ВFз.Еtzо Promoted Sulfuration of
Steroidal Sapogenins

Jun Wang,* Jingjing Wu, Weisheng Тiап*

H2S, вFз .Et2o

DcM

The reaction between steroidal sаро_чепiпs and hуdrоgеп sulfide catalyzed Ьу ВFз,Еt2О

is described. The thiodiosgenin and thiotigogenin cornprising а sulfur atom on the F ring

have been synthesized under this tnild reaction conditions.
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А Fоrmаl Synthesis of Betametha-
sone

Shasha Wang, Yong Shi,* Weisheng
Tian*

Sц2 substitution;
Double hydroxylation

рrеgпапеtпоl intermediate fоr
betamethaSone SyntheSiS,

А fогmаl synthesis of betametlrasone tiom ргеgпапе-3/,16В,20s-triоl is described. Кеу

transfoгmations аrе а brotnination-acetylatiorr of triol, ап Sц2 reaction of the resulting

Cl6c-bromide with dimethylcopperlitlriurn to get the rеquirеd Cl6B-rnethyt group, and

а double hydroxylation to рrераrе the dihydroxyacetone side clrain,

рrеgпапеtriоl

643
Methyl Group iп lsocopalane Deriva-
tive Showed an Unusual Negative 1Н

NMR ChemicalShift

Xiong Xiao, Tianqi Chen, Fengfeng
Zhang, Jiagao Cheng, Peiying Wu,-
Jiangmeng Ren,* Bubing Zeng*
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Ап unusltal negative 'Н NMR
chelllical lhiti ol' rnethyl group in

condeIlslltion prodtrct of isocopa-

lane ditегрепоid ц,ith p-toluene-

srrlt'onvl hvdгazide was discovered.

]D \\lR. computational stlldies

and srngle-crystal Х-rау diffraction

anirlvsts rvere used to detennine the

геаl сопt'огmаtiоп.
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Low-Valent Titanium-Mediated Епап-
tioselective Synthesis of Quinazoli-
попе Alkaloids Circumdatins F, Н, апd
AnaIogs

Shi-Peng Luo, Hui Geng, Yu Wang,
Pei-Qiang Нuапg*
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circumdatin F (5, R = lVе)
N-demethylbenzomalvin

А
(13, R = Вп)
14, R = l'-Bu

15, R = CHzCHzSMe

t-аmlпо acids
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circumdatin Н (6, Х = ОМе)
demethoxycircumdatin Н

(12, Х = Н)

dehydra-asperlicin Е ('l 6)
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Towards Reaction Control: Ап Ехре-
ditious Access to Racemic S-Substi-
tuted Tetramates and S-substituted
Tetramic Acids from Malimides

chemodivergent synthesis

conc. HCl
рlо step 1 in CH2C12
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А versatile and divergent two-step transformation of malimides to racemic tetramates

and tetramic acids is described. The method consists of Grignard теаgепt addition with
Pei-Qiang Нuапg,* Wei Оu, Jian-Liang malimides, and concentrated HCl-promoted chemoselective tгansformations of the lat-
Ye ter.
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Synthesis of С1 -С9 Domain of the
Nominal Didemnaketal А

Shunji Zhang, Yong Shi,* Weisheng
Tian*
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Ме оН

5 S.harpless AD сl_с9 domain (2)
HWE rеасtiоп
che latio п-сопf ol led all yl atio п

Herein we describe а synthesis of Сl-С9 domain 2 of the proposed strucfure of
didemnaketal А, а nafural рrоdчсt with important bioactivities, frоm potassium
(2Л,4Л)-2,5-dihydroxy-4-methylpentanoate 5. Sharpless asymmetric dihydroxylation
introduced the chiral vicinal diol and chelation-controlled allylation established another
chiral оН.
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669
Semisynthesis of Azedarachol from
Pregnanetriol, а Degradative Product
of Tigogenin

Dongshan Zhang, Yong Shi,* Weisheng
Тiап*

он
d ihyd rохуlаtiоп
oxidation-red uction----=:::= ." НО,,,,.

seleclive рrоtесtiпg-
gгоuр manipulations roo,

Described hеrеiп is а semisynthesis ofazedarachol from pregnanetriol, which featured а

symbiotic eliminatior/depfotection рrосеss, an oxidatiorr./reduction рrосеdчrе for rе-
versing С20 configuration, and а dehydration-dihydroxylation process to introduce
2,3-cls-diol. This synthesis also discloses some interesting selectivities of l6,20-diol
unit.

рrеgпапе-З 
"1 

6,2Фtiol azedarachol

674
Syntheses of (R)- and (S)-3-Methyl-
heptanoic Acids

Shunji Zhang, Yong Shi,* Weisheng
Тiап-

valerolactone (5)
(R)-}mehylhepИnoic acid (2)

Both enantiomers of 3-methylheptanoic acid have Ьееп synthesized frоm сhirаl meth1,l

molecules which wеrе derived from (R)-4-methyl-J-valerolactone (5). А wide чаriеп- of
chiral 3-methyl alkanoic acids can also Ье synthesized Ьу the methods described hеrеiп,
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Ап Efficient Synthesis of (*)-Subersic
Acid

Jing Wапg, Peiqiang Wапg, Jue Li, Pei-
ying Wu,* Jiangmeng Rеп,* Bubing
Zeng*

(-)-Sсlаrеоl (+FsubeБic acid

А seven-steP synthetic rочtе Waý developed to s,nthesize (-)-subersic acid from
(-)-Sclareol. Тhе сгоss coupling of the diterpene r,ith the аrепе fragment using the аry-
lation of allylic acetate followed Ьу B-acetoxy eliminaTion п ре Heck reaction was acted
as the key reaction.

4 Steps

(+FSubeБic acid

683
Synthesis of (R)-(-)-МчsGопе from
(R)-5-Bromo4-methylpentanoate: А
Chiron Аррrоасh

Junwei Shen, Yong Shi,* Weisheng
Tian*
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Using methyl (Л)-5-bromo-4-methylpentanoate. \\,е har е ac.-omplished а synthesis о1

(Л)-musсопе, а паfurаl macrocyclic musk, based on сhirаl pcltll stгаtеgу.


