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Development of dearomative reaction controlled by directing leaving group
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We developed a Pd-catalyzed dearomative allylation of benzylphosphates as
well as carbonates. Of note, this reaction can proceed by using aromatic substrates as a limiting
reagent in a catalytic manner. The use of electron-rich triarylphosphine as a ligand accelerates
reaction. We succeeded in the derivatization of dearomative products to synthesize valuable acyclic
building block.

Moreover, based upon this work, we also discovered dearomative allylations of other benzyl
substrates.



¥ X C—19,. F—-19—1, 7Z—19, CK—19 ()

1. BFZERRAGYS W) DY 5t

v a~x YU EoRRAMEAEY. e ThEEICERSINIRRSULEMIL. KAHSR
B AONINFHEETH D, TDD, 2O LD R bEWEEONRE IR ERRIEDB%E
W%, AHEARALERIC HAIERIZICB W T HEERERE b, IEROARIETIEL, B
EOFRIKREROER, b L<1iE, HEEAMOBILEONT X DHEE, BN L-oTn D,
IHBIIEEEORWTETES L 00, RE-TRED TR 2 EH, FT-EHELAEHO
AR IR VISR 2 39 5 70 P OFRE 2 o, ARFZE T, EEM 2GR TH 2 W H ik
fbEcx LS FEICERILZEAT S, T72bb A GEOERE L) 2V TAR
THHTFIEOMHS % BIE Lz, FEEICAEYW~OBEBRIEENIL 0 20 v 7Y v THEORBC
LRG> TEY, 2O L) BB AEEFRLEWZ HRWE & T ULsE 172 2 E 5
ALY DO ERIE L 72D, MTFFENEREMEIEIZ T T 22235 5 6 0o, 5@ 6
AN EFEER T = ) — )V, BAARERT VUVEREICRLN TV, BRI
PR VIR D R R BfiREREE A LR ERELNE LTS, b L ILEE
BOXRVE U2 HEWEICHWALERSD > T,

2. WO EB

PLED X9 25Tk LT, iR oY B DB UM & W T RS R B RE AL
EOMESIZ IS LT, AR TERN & LTALEMREIA TR S OB e ERk Th 5
DNLNTNa— NV Th D, BHNCHMEREFBRICEY O ITE RGBT, HEE 72
HONA) FSDEELERD N T U AT 3 —A—a VOER, QB ERZENEA T B
ZONDRIGHROWEETH D, ZOEEEEBRICORIEZE U, KGR EE O —RiiEE o
IR EGHEBRIMIEDHEH NS KR DA R0 Neb 25,

3. DL

BEEBRMEIZL > T, RUVMEO COREUIZRZ L, n - XU VAR ENKT D2 &
TREEROERERMLPUSNER TE D L E X T, AR THRE 70D n - VAT, X
VUNVENL T E O EFBENEIE ST D HREWE & ik U O BRIRLERITIE T LD 2
ERFNOIND, 2O - VAR L, @O e REAIEZ KIS SEDH 2 ETHNET DK
JSDEITT B EARNE LT, ARG 2 SEAIC, (1) AESOSSRIEOBEE, (2) KE oA
YRR, 3) AROARMEERT L, ERO S B b bREAMIC L D ZEBRIERSULAED
DRI RRA~DER, Z1T-o7,

4. FFZERE

APGEDRE I L 72 DR DAL C-0 FE B DB LA N R L S EITS L7201, U
T — )L OKEEEE FICEY R ERRIL A AT S Z L ERSEAEL T UE B E 2R T
RIBIRTAZEREFEEL L, FI T RUDATIIa—LFHE L TEHRAT 7— hOHT—RF
— MEBTE LR E2{To72e T7TFNAAFARAT 77— OH—RF =TIV NART— %
ETLEMITRE LT, NT VUL EGBMEATET., CEEOWREEZITo 70, AL O
FIZEI L T, YUWOMEEY BT EE BN TORRDEETHLZ ENDN>T2, R
T2 VIR AT 4 VTCHINDETT AN, BFEERVATAT I ) 7 2=)L P 7 = =)Lk
A7 4 (L) ZHAWS Z L TCEEMICKIGHEIT Lz, I—3RF— k& HAWZEBITITIER L
T L. W= 8IS THAFBRCKEZ G272, FFETREHFL LT, YPOHmAEY , FHE0
EIRISOESE L T2 L TRFIETITEREI RO DT L a— VEE HWT & & B ICE
TS 2 WS FELRE 5 2 7=,

o 5 mol % Pd(OAc),
O “__OEt X mol % Ligand
O T e O
OEt THF (1.0 mL)
60 °C, 12h ol

1A (0.20 mmol) 2 (1.0 equiv) 3A

A. Effect of ligands B. Effect of leaving group
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Dearomative allylation of benzylammoniums
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