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Allenylboron compounds are potentially general synthetic reagents
that could be used for various transformations; however, their avail-
ability is limited as compared to the other corresponding allenylmetal
reagents such as allenyltins and allenylsilanes.' ™ Multisubstituted
allenylboronates with different alkyl groups on the o.- and y-carbons
as well as those bearing functional groups or axial chirality are still
difficult to prepare. We report here a versatile synthetic method for
the preparation of the allenylboronates, Cu(I)-catalyzed reaction of
propargylic carbonates with a diboron derivative. A Cu(O-t-
Bu)—Xantphos catalyst system™© appeared to be effective for the
preparation of various allenylboronates with different substitution

patterns, including (x,y,y-tﬁsubstituted,7 a,y-disubstituted, and o-mono- OCOMe Cu(O-£BU) (10 mol %) Ry Vi
substituted derivatives. Moreover, the allenylboron synthesis tolerated -G sc Xantphos (10 mol %) g=c=C_
functional groups such as ester, carbamate, and silyl ether. The reaction R "R o })5;1??\/\ R® o B(ein
with an optically active propargylic alcohol derivative proceeded with
complete chirality transfer, giving an axially chiral allenylboronate with
high enantiomeric purity.® The Lewis acid promoted aldehyde addition time  yield
. . entry carbonate product (h)y (%)
forming homopropargylic alcohols showed the usefulness of the new
9 OCOMe Me CH,CH,Ph
allenylboronates. | Me’é‘c 1b t=c=¢ aw 15 7
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mol %) at 50 °C in THF completed in 1 h to give trisubstituted 2 PhCHZCHZ//C\CSC\ 1c " ,C:C:C\B 3¢ 3 82)
allenylboronate 3a, having three different alkyl groups’ on the allene Me oco. M:Hex © 5 (pin)
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This Cu(I)-catalysis showed a broad substrate scope toward synthesis 9 & 1 t=c=¢ 3 5 7
of various allenylboron compounds (Table 1). Trialkyl-substituted HH’ Cs C~c.Hs, H “B(pin) “6)
allenylboronates 3b,c were also formed in high yields (97% and 90%, 0COMe PhCO5(CHy)a Bu
entries 1 and 2, respectively). The carbonates involving six- and five- 10 PhCOZ(CHz)a’,C‘Cs C\1k \C:C:Ci 3k 5 (82
membered rings (1d,e) were converted into allenylboronates containing Me Bu Me B(pin)
allenylidenecyclohexane (3d) and allenylidenecyclopentane (3e) struc- C/OCO2Me N\ A 70
! . . 11 “Cs 11 BocN Cc=C=C 3 25
tures, respectively (entries 3 and 4). Allenylboronate 3f with a phenyl BocN \) \\C‘B / \B(pin> (55)
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group at the (fl—posmon o.f the boryl gr??p was, however, obtained in 0COMe PhCH,CH, £H0TBS "
only a low yield (22% yield, entry 5). 12 PhCH,CH,-C~c o im c=C=C_ 3m 15 3)
Although a,y-disubstituted (3g,h) and o-monosubstituted alle- MO CHAOTES e Giol} —

nylboronates (3j) were also obtained in good and moderate yields
(Table 1, entries 6, 7, and 9),'? y,y-disubstituted compound 3i could
not be prepared (entry 8). The latter is probably due to the high
reactivity of the C—H bond at the alkyne terminus of 1i. This
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allenylboron synthesis tolerated functional groups such as ester (3Kk),
carbamate (3l), and silyl ether (3m) (Table 1, entries 10—12).
Accordingly, this method should be useful for the synthesis of complex
molecules.

Combined with Lewis acid promoted addition of the allenylbo-
ronates to aldehydes, the present Cu(I)-catalysis offers a general
route to homopropargylic alcohols (Scheme 1).'* Conversion of
propargylic carbonate In (R' = c-Hex, R = H, R? = Bu) to the
corresponding o, y-disubstituted allenylboronates'* and subsequent

Table 1. Reaction of Propargylic Carbonates 1 and Diboron 22

“ Conditions: 1 (0.5 mmol); 2, (1.0 mmol); Cu(O--Bu) (10 mol %,
0.05 mmol); Xantphos (10 mol %, 0.05 mmol); THF (0.5 mL). *'H
NMR vyield of the crude mixture. Isolated yield is shown in parentheses.
¢ The reaction was carried out at 70 °C.
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addition reaction with benzaldehyde in the presence of BF;+OEt,
furnished syn-homopropargylic alcohol 4a with a high diastereo-
selectivity (antilsyn 6:94, 53%).>'>~'7 Reaction of the a,y,y-
trisubstituted allenylboronate, which was prepared from carbonate
1b (R' = R?> = Me, R* = PhCH,CH,), with benzaldehyde and
isobutyraldehyde gave the corresponding homopropargylic alcohols
(4b: 90%, 4c: 60%) involving a sterically congested alcohol moiety
with an adjacent quaternary carbon center.

Scheme 1. Synthesis of Homopropargylic Alcohols 4 via Lewis
Acid Catalyzed Reaction of Allenylboronates 3 and Aldehydes
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Optically active carbonate (S)-1h (97% ee) was converted to
chiral allenylboronate [(S)-3h]. A subsequent BF3-promoted addition
reaction of (5)-3h with isobutyraldehyde afforded homopropargylic
alcohols anti-(35,4R)-4d and syn-(3R,4R)-4d in 89% yield with
good diastereoselectivity (anti/syn 87:13)'>~'7 with retention of the
enantiomeric purity (>96% ee) (Scheme 2). The stereochemical
outcome suggests that the allenylboronate [(S)-3h]'® was produced
with complete 1,3-chirality transfer with anti-stereochemistry and
that the propargylation of the aldehyde took place through a cyclic
transition state with complete Re-face selectivity with respect to
the allenylboronate reagent.'”

Scheme 2. Synthesis and Lewis Acid Promoted Addition of Chiral
Allenylboronate (S)-3h
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In summary, the Cu(O-#-Bu)/Xantphos system was identified to
be a catalyst for the regio- and stereoselective substitution of
propargylic carbonates with bis(pinacolato)diboron. Having toler-
ance toward different substitution patterns and functional groups,
the Cu-catalyzed reaction would serve as a useful method for the
synthesis of various allenylboronates. An axially chiral allenylbo-
ronate with unprecedented high enantiomeric purity was prepared
from an optically active propargylic carbonate. Synthetic utilities
of the allenylboronates have been demonstrated in their stereose-
lective addition to aldehydes.
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