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Catalog# 15-0344 (11bR)-4-Hydroxy-2,6-bis(4-nitrophenyl)-4-oxide-dinaphtho[2,1-d:1',2'-
f][1,3,2]dioxaphosphepin, 98%, (99% ee)

Technical Notes:

1. Mannich Reaction: The Mannich-type reaction of ketene silyl acetals with aldimines proceeded highly
enantioselectively to afford the syn isomer of 3-aminoesters 3 with up to 96 % ee under the influence of the catalyst.

2. Mannich-type reaction of ketene silyl acetals with aldimines proceeded catalytically by means of a phosphoric acid
diester with good diastereoselectivity and high enantioselectivity (up to 96% ee). The highest enantioselectivity was
achieved by the phosphoric acid diester bearing 4-nitrophenyl groups on the 3,3’-positions of BINOL.

3. Self-Coupling Reaction: The enantioselective BINOL-phosphate catalyzed formation of a quaternary carbon center,
bearing a N-atom has been achieved through the self-coupling reaction of enamides.

4. Hydrocyanation: A first organocatalytic enantioselective route was developed for the conversion of readily prepared
and air stable aliphatic hydrazones to synthetically valuable a-hydrazinonitriles.

5. See 15-1386.

HO
oTMS Cotalvet ANHO
atalys -
. H% Y \)J\ Tech Note (1)

N OR3 R ™ “OR3 Ref. (1)
J] R2 R2
R‘l
o) --H--O.
N T
OH OTMS  Catalyst HP\((O @j@ ArNHO
@[ PN o O-H-N - Ph/\)kOMe
N Z “OMe Tech Note (2)
(§ Ph™ % high e.e. Ref. (2)
Ph \
MeO”~ ~OTM

Zwitterionic TS in dicoordination pathway

O Ar_* O
Catalyst (0.1 equiv) . 1 H,O*
2 HN/U\R1 ArWNHCOR I W Tech Note (3)

R'OCHN Me a,
Ref. (3)

;
toluene, RT R'OCHN  Me ar up to 83% yield

up to >99% e.e.

NO NO
H 2 Catalyst (5 mol%) 2
N TMSCN H _NH
N” t-BUOH (20 mol%) HNY H30* HN 2
b : " HCI  Tech Note (4)

| : AN
R)\H © CH,Cly, -10C ne R © HOOC™ 'R Ref. (4)
up to 95% yield
up to 93% e.e.

References:
1. Angew. Chem. Int. Ed., 2004, 43, 1566-1568.
2. J. Am. Chem. Soc., 2007, 129, 6756-6764.
3. Chem. Commun., 2008, (38), 4637-4639
4. Org. Lett,, 2010, 12, 188-191.



