Fm SCE B Research Towards Efficient C-C Bond-Forming Process
(BNREYRF IR FE R BT SSIZB T D HFSE)

K 4 B EE

BHSTFiL. BARBIRENTFHFHMTHIREORBREBEOEERT VAN —REM, 4
ODORFMIZE Y ZEEFERIRTHEELTET D, BRRICBIT A0 FHEOH NS BH— KRS FHT
HY . ZORBHAEDO FIEREZRTRT 2 OBRERERILFZOFEMTH D, RBIRBHEE DK & FEE
WX TV T 4 — G0N BEEREZITS . MENRERBREBBEAERRG L. A TORET L
— AU — 7 BEETDHET, RLEMNOMALRFIEL LD, R, BT U F SRR BT
DEREEAIRE C—C AT RRISIE, K2 BRERIRN» > o FARRMICET I 572012,
B 6 UOTEME LRSI Z AW SH13% < . TDRDICEMIZFICALFE 2 Y& LoREL A
WTHOEDUDIENELT ALERD Y, LARPIZEEDZ LA, 7 a2 AODREDOE R0 D RFH»FE
b, = TRUT, BFROBEMERELZ L OMEREZBE L, BECEMICTICADFEE 2 BEEICKIGRF
TIEME L, BREERK > U F IRBRAICETSEARISICER L, BIEL2BELTE -,

FLUIARZELRBEICB VT, 20 L) RESERICHIGT 25 & LT, & ZIZRT Zn/linked-BINOL
2 $ERA Y L THWT, RKEFFIELTTATE R LR/ v, RKEFIE LT Mo 2EBEIC
WA REZ A L7 TV R=/VRIG, v A4 TSSO EIT> TE o, ARSITHT 072l
METXbD CIUERIROICET L, BWINRTERME 525, ZHODORIEOHFFRIZEBW T, Afik

Scheme 1. Direct Catalytic Asymmetric Mannich-type Reaction of N-Dpp-imine 3 Promoted by EtoZn/(S,S)-linked-BINOL 2 Complex.
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Scheme 2. General Scheme for in-situ Activation of Simple Alkyinitrile and Further Elaboration of the Product.
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aReaction was run in the dark. PHMPA was used as co-solvent.
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Table 2. Direct Addition of Acetonitrile to Aldehydes Catalyzed by Table 3. Direct Addition of Acetnitrile to Imines Catalyzed by
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11 c-hex 5 10 48 82
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Scheme 4. Strategy for Bicyclic Amidine Formation: Direct
Use of an Azide as the Nucleophilic Counterpart.
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[A] 2 strong acid, xylene reflux Table 5. Bicyclic Amidine Forming Reaction of Azido Lactam 16a.
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1 (COCl)o CHxCly Oto I't: 24 81
1. hydrog enation 2 (COBr)» (CHCl), oOtort 4 92
2. N-protection (N-Boc) #Reagent was added at 0 °C and stirred at the same temparature for the first 1 hour.
3. thioamide formation
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Scheme 5. Plausible Reaction Mechanism.
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