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There is a considerable interest in the applications of organotellurium compounds in organic
synt‘neses["ﬂ. Transmetaliation of organoteliurium compounds gives rise to other organo-
metallic reagents which are often difficult to access by conventional methods®. As compared
with tellurium-lithium exchange and tellurium-copper exchange which are well documented'®
1" little attention has been paid to tellurium-zinc exchange. Recently, Sonoda''® has
described a method of preparing alkenylzinc reagents from alkenyl tellurides (diorgano-
telluride compounds) by tellurium-zinc exchange; and Knochel! has  shown that
diaryltellurides or diarylditellurides can be successfully employed in a nickel catalyzed
tellurium-zinc exchange mediated by diethylzinc. Knochel also showed that there was no
reaction between diethylzinc and diaryltelluride in the absence of catalyst. However, no paper
has appeared in the literature on tellurium-zinc exchange using organotelluronium salts which
are easily prepared and are crystalline solids with excellent shelf-lives as compared with the
malodorous and air-sensitive characteristics associated with most of diorganotellurides. We
have found a quick, direct tellurium-zinc exchange between organotelluronium salts and
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diethylzinc without invoking the help of any catalyst. Herein we disclose our preliminary
results.

On treatment with Et,Zn in dichloromethane at room temperature, telluronium salt 1
reacted quickly with carbonyl compounds to give secondary or tertiary alcohols', Table 1.
When telluronium salt 1a was used, both aromatic and aliphatic aldehydes were allylated
smoothly to give homoallylic alcohols in good to excellent yields. For phenacyl chloride, the
corresponding allylated chlorohydrin 2¢ was obtained. For o, B-unsaturated ketone or ester,
only 1,2-addition products were obtained and no indication of any 1,4-addition product. For
the reaction with methyl cinnamate, a bisallylation product was obtained. Entries 5,6,7 and

Table 1
Reaction of organotelluronium salts with carbonyl compounds mediated by Et,Zn

RTe'CHE )OJ\ BoZn | OH
X R R CHyClo, 1t RR"CCH,E
1 2
entry E R X salt R’R"CO product yield(%)
1 CH=CH, i-Bu Br 1a C,H;CHO 2a 99
2 CH=CH, i-Bu Br 1a Lauraldehyde 2b 84
3 CH=CH, i-Bu Br 1a PhCOCH,CI 2¢ 87
4 CH=CH, i-Bu Br la Methyl cinnamate 2d° 64
5 CH=CH,;, i-Bu Br 1a Chalcone 2e 100
6 CH=CH, i-Bu cl 1b Chalcone 2e 96
7 CH=CH, i-Bu I ic Chalcone Ze 95
8 CH=CH, i-Bu BPh, id Chalcone 2e 93
9 C=CSiMe, i-Bu Br le C4HsCHO 2f 93
10 Ph "Bu Br 1f p-CICH;CHO 2g 87
“Isolated yield based on carbonyl compounds.
"bisallylation product
8 demonstrate that the effect of the anion on the reaction was not significant. In the case of the
telluronium salt 1e containing the (trimethylsilyl)propargyl group, the propargylation product
was obtained in 93% yield while the same product was obtained only in 66% yield'® by using
(trimethylsilyl)propargylzinc bromide. Benzylation was also smoothly effected when
telluronium salt 1f was used
There are two possible mechanisms fﬁr this process (Figure 1), i.e., the
tetraorganylitellurium mechanism'' % {(path A) and the tellurium-zinc exchange mechanism
(path B) in which dlethylzmc attacks the telluronium salt 1 to generate the mixed diorganozinc
S5, probably through a four-membered ring transition state. It has been convincingly
documented that tetraorganoteliurium species are formed by treaung,r or, ]anoteiiuronium salts

or organotellurium halides with alkyllithium or Grignard reagents*™ ~". However, little is
known about the reaction of organotelluronium salts with Et,Zn, though as early as 1888
Marquardt and Michaelis'**! made an unsuccessful attempt to prepare tetracthyltellurium by
heating triethyltelluronium chloride with Et,Zn. Considering that telluronium salt 4 is formed
in path B, if we could isolate it path B would be a more plausible mechanism. Indeed, we
did isolate telluronium salt 4a in 93% yield” (based on telluronium salt 1) by filtering the suspension
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Figure 1 Two possible mechanisms

generated by addition of Et,Zn to telluronium salt 1e at room temperature in ether (Figure 2).
By further adding benzaldehyde to the filtrate, the propargylation product and the allenylation
product 6 were obtained in 51% and 22% yield, respectively. The product 6 resulted from
rearrangement of the intermediate 5a before adding benzaldehyde. The formation of 6 was
sharply decreased if benzaldehyde was added before adding diethylzinc to capture the in situ
generated intermediate Sa (entry 9 in table 1). A tellurium-zinc exchange mechanism is thus
favored based on this experiment, and the key intermediate is the mixed diorganozinc S.

residue .
——  » n-Bu,Te Et BPh,
filter
EtyZn  + le 4a OH
filtrate 1) PhCHO ! 7
P~ EIZ[ICH2CECSiM83 —_—— Ph/\'/ + 2
) 2)H SiMes
6

Figure 2 Isolation of telluronium salt 4a

In summary, we have described a new tellurium-zinc exchange reaction between
organotelluronium salts and Et,Zn. The in situ generated mixed diorganozinc reacted smoothly
with cabonyl compounds to give alcohols in good to excellent yields. Since diorganozincs
have higher enantioselectivity in asymmetric addition to aldehydes than the corresponding
organozinc halides'*”!, the application of this tellurium-zinc exchange reaction in
enantioselective synthesis of a broad range of alcohols can be expected.

Acknowledgment: Financial support from the National Sciences Foundation of China
(No.B020205) and Chinese Academy of Sciences is gratefully acknowledged.



References

[1] Huang YZ, Tang Y, Zhou ZL. Tetrahedron. 1998;54:1667-1690.

[2] Comasseto JV, Ling LW, Petragnani N, Stefani HA. Synthesis. 1997:373-403.

[3] Petragnani N. Charpter 14: Tellurium. In: Wilkison G, Stone FGA, Abel EW, Edirors. Comprehensive Organometallic
Chemistry I1. Oxford: Pergamon Press, 1995;11:571-601.

j4] Petragnani N, Comasseto JV. Synthesis. 1991:793-817, 897-919.

[5] Petragnani N, Comasseto JV. Synthesis. 1986:1-30.
I'ﬁ] Hiro T, Kambe A, ﬂonwa A, Mivoshi N, Murai S, Sonoda N. Anm:av Chem. 1987:99:1221-1222

1yO340 aial &, 200008 | v. LAl iy

[71 Engman L, Stern D. Organometallics. 1993;12:1445-1448.

[8] Kanda T, Kato S, Sugino T, Kambe N, Sonoda N. J. Organomet. Chem. 1994;473:71-83.
[9] Strohmann C. Angew. Chem. 1996;108:600-601.

[10] Dabdoub MJ, Daboub VB, Guerrero PG Jr, Silveira CC. Tetrahedron. 1997,53:4199-4218.
[11] Tucci FC, Chietfi A, Comasseto JV. Tetrahedron Letters. 1992;33:5721-5724.

[12] Ogawa A, Tsuboi Y, Obayashi R, Yokoyama K, Ryu I, Sonoda N. J. Org. Chem. 1994;59:1600-1601
{13] Chieffi A, Comasseto JV. Tetrahedron Letters. 1994;35:4063-4066.

[14] Chieffi A, Comasseto JV. Synlett 1995:671-674.

[15] Tucci FC, Chieffi A, Comasseto JV, Marino JP, J, Org. Chem. 1996;61:4975-4989.

[16] Terao J, Kambe N, Sonoda N. Tetrahedron Letters, 1996;37:4741-4744.

[17] Studemann T, Gupta V, Engman L, Knochel P. Tetrahedron Letters. 1997;38:1005-1008.

[18] Daniels RG, Paquette LA. Tetrahedron Letters. 1981;22:1579-1582.

[19] Shi L1, Zhou ZL, Huang YZ. J. Chem. Soc., Perkin Trans. 1. 1990:2847-2848.

[20]1 Li SW, Zhou ZL., Huang YZ, Shi LL. I. Chem. Soc., Perkin Trans. 1. 1991:1099-1100.

{21} Zhou ZL, Shi LL, Huang YZ. J. Chem. Soc., Perkin Trans. 1. 1991:1931-1933.
{22} Zhou 7L, Huang YZ, Shi LL, HuJ. J. Org. Chem. 1992;57:6598-6603.

u
[23

Gedridge RW Jr, Daniel CH, Higa KT, Nissan RA. Organometallics. 1989:8:2817-2870.
5] Gedridge RW IJr, Higa KT, Nissan RA. Organometallics. 1991;10:286-291.
] Han L-B, Kambe N, Ogawa A, Ryu I, Sonoda N. Organometallics. 1993;12:473-477.
[27] Berger S, Langer F, Lutz C, Knochel P, Mobley TA, Reddy CK. Angw.Chem. Int. Ed. Engl. 1997;36;1496-1498.

2ij

22}

23] Irgolic KI. The Organic Chemistry of Tellurium. New York: Gordin and Breach Science, 1974:234-241,
[24]

25]

26

[
(

Footnotes

1. Typical procedure. Preparation of 1-phenyl-3-buten-1-ol (2a). A mixture of allyldiisobutyltelluronium bromide 1a (435 mg, 1.2

mmot) and benzaldehyde (106 mg, 1.0 mmol) was dissolved in dichioromethane (5 mL) under an Ar atmosphere. A solution of

diethylzinc in hexane (1.0M, 1.2 mL, 1.2 mmol) was added dropwise to this mixture at room temperature. The reaction was

monitored by TLC. The reaction was quenched by filtering the mixture through a short silica gel column. Th
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concentrated and the residue purified by preparative TLC to give homoallylic alcohol 2a in 99% yield.

(28]

Analytical data for the dibutylethyltelluronium tetraphenylborate 4a: 'H-NMR (300 MHz, CDCl;) 6 0.92 (t, J = 7.3 Hz, 6 H),
1.36 (m, 7 H), 1.66 (m, 4 H), 2.76 (m, 6 H), 6.80 (t, J = 7.1 Hz, 4 H), 6.94 (t, ] = 7.36 Hz, 8H), 7.20 (m, 8 H); IR vem! (KBr)
3055. 3000, 1580, 1477, 1458, 1426, 1187, 751, 734, 706, 612; FAB-MS m/z (rel. intensity) 273 (‘*°Te, 100), 271 ('*Te, 94),
269 ('*°Te, 66); Anal. Caled for Cy,H,,BTe: C, 69.20; H, 7.34; Found; C, 69.29; H, 7.52.



