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Fox i, BEE 1- 0381 D ZEMIRHE 2150 L7 H O ROSERGHI S, mgh=® - Ak
REREE AL DBARIZE Y ML TV D, REURHFZE ClEL, o FIEMERE 2 Z2 RIS AT S
LT Ia—F N, oIS 2 0H 35 2 & TEOMEREE RRRIZS & HT &
E BT, RIS OISR - WERRREE & ORRERM A IZ L 21 7Y v RAME R OMEEE A B 15
LTW5, AT, EHELNPRIRY A TE ., B0 FRRCEESLAL R X DAL
Fafn& B O 28 & LB DWW TR T 5.,

2. CNETOWREBRE

21 RYRFULVBEBRR T 4V @0 bR A7 4 Nk D8 RBHEET, o458 - FBF)
FAMEICEATWA Z b a7 at 20BRIcEhTh b, LarL, %ﬁ%ﬁ@%om
(A L7TE Y A h~OMREER O, ®GT 2 Attt L v SIEEOK TR L
LITRIEE 705, EH LI, UV VRTFZ2ES FREBHICEET S 2 kfa/\%hfu/~
ZHlE L, THEEZRA AR OEMN) & TRONEMOMR) ZFHEBLT KR A7 1 V486G
EEMBEICER L, BAMHPOIC R 72 VR AT 4V FERIE 12-E X (T 2= /LRA
T4 ) RBUERAEETHRY AF L UGER A7 ¢ PS-TPPIE L O PS-DPPBZz2 4 %
NENBFE L, W< O OEB GBS TF ORI % KRk LT,
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PS-TPP  Bu PS-DPPBz

BT Cl. PS-DPPBz 7 & S U 7= [ &1k Ir il s, BB EBBRILEMDOT 7 v 7 X —
U ALK FBACSSIZ B2 72 2 & & R L7220 RESRARE-CRIFH OH IR ATz N-E#L A

R U zxt3 25 AMED A, 2RBEE C(sp’)-H 91% (cf. DPPBz 4%)
[IrCl(cod)], (2 mol% Ir)

fEEDEARAT 4 ~Tr()FE~DERILAIN & H  psDPPB2 (2 mol%)

fe < B-/KE Hﬁﬁﬁ%é\h}iﬁ%ﬂﬁk%ﬁfﬁ LTWb, ’ p-xylene, 130 °C, 3 h A

I—J Ir ﬁ§ﬁ§ i %’H(ﬂ(?% %73%/\? R NMe [ﬁCI(cod)]z (4 mol% Ir) . NMe

— Y DOIRFEEISIZ S 7'ﬁT><JJ 72@ D, HigA PS-DPPBz (4 mol%) o,

51 RRBERBHEANT A~ A SN 5., pryienc. 190°C. 200 goam
98% for hydrogenation
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ZDOX DD G LNTARFEIR A L N—"Th 5 =it Bz OuN RS- A0 8F) & it
RHFFEEHESD, PS-TPP ‘BHG N DR DL fLUER Y AF L E 2 U A[EE(L Pd fREEEANRIR —AH
7B X BTV =V OAR-ER Y v T U AICEATE Ny FEEB 2 HMREE
TR R LM, ERAMEEE LY g LRI K D AR LT ATE 2 U AT~
Fum OfIALEHR L, V7T 7 X —NTORRORE R L BILICENTH S,

Me—@—CI + (HO)ZB—Q

0.50 M 0.75 M (1.5 eq)

r=2h, Pd/P1:2

22 FURNWBEEY) DY : 220-v VY Prid, —ETBLETT vk A% 5T Ni filiftr o
2B TV TICHN N Th D, HEERFIEEY V- FL— NI THDLEHE
Z BN TND D, BUGR R CIEEhIENL AT K > ThE & 72 Ni RN UG5, ZOFER, fi
BEMERENME T4 5, EH O, BB V2 C5S BI O CSONL TOmMBISLARZI R, HilaEiT
RN RIS Z 5 2 5 2 L, BIROARE /L — MEIZAERITH D EE 272,

ZIT, BBV CS BERCSNMAT R Y TV = AFIVENERR L= o~ Al e e
J ¥ (dumbbell-shaped bipyridines; dsbpy) % BA¥E L 7B, Z OFMEMLI 1%, 5,5-F A F /v
2,2-BE U O Pd fitll 6 B C(sp’)-H 7V —/MHEISIZ E D —BEMECERTE 5, 440
AR BT L D B Y 2 UL OB BEL S BIfENT 2> 5 | dsbpy O / & L— MEZEF
PEEB LT LTz, ZHRBEN X, BAbT U —L & BALT V3L & D Ni fill s 75K 8 1Al
Ty TN TR BALT U — L & T ILF LI LR R & D NiSGER IS T Al i i 52 ik 7

TV T FOE YU UV RN LD bENTENL TN R AR LT,
! Br dsbpy (R = iPr, 1.1 mol%) Me
I TeP
Zn (2 eq), DMA (0.25 M) 86%

E Cross-electrophile coupling
R R -
- 4
/ »C% i (0.5 mmol) (1.2eq)  60°C,14h (cf. bpy 34% )
R -, = - e TR T T T T PR R
C‘O_<t/>_c‘ n | Decarboxylative coupling  NiBryDME (5 mol%)
N N - ‘ D dsbpy (R = Me, 5.5 mol%)
: Br [I{dF(CF3)ppy},-
R R ! 3/PEN2 N
. dsbpy Q‘ ! ©/ + HOOCT N (4,4-Busbpy)IPFs (1 mol%) 5
R : > oc
3. BEXR

Boc
} (0.1 mmo) (8 eq) fézv‘iifufféé,'ﬂ“,”ﬁz‘ﬂ"s W (of. 4.4 Buopy 34% )
[1] (a) Iwai, T.; Harada, T.; Hara, K.; Sawamura, M. Angew. Chem., Int. Ed. 2013, 52, 12322—-12326.
(b) Matsumoto, H.; Hoshino, Y.; Iwai, T.; Sawamura, M.; Miura, Y. Ind. Eng. Chem. Res. 2020, 59,
15179-15187. [2] (a) Iwai, T.; Harada, T.; Shimada, H.; Asano, K.; Sawamura, M. ACS Catal. 2017, 7,
1681-1692. (b) Zhang, D.; Iwai, T.; Sawamura, M. Org. Lett. 2020, 22, 5240-5245. [3] Kim, Y.; Iwai
T.; Fujii, S.; Ueno, K.; Sawamura, M. Chem. Eur. J. in press (DOI: 10.1002/chem.202004053)

NiBr,'DME (1 mol%)

R
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1. [FC&IC

il 3R & < B— Rl & A — RIS, R ENMB O S LTIHEL T
T, THETICES LIIRE—RAMEEZ W=7 7 A 27 I 1V XGRS DB %17 -
Tz, RY—RMBI—REHETHY, 7T v 7Ry 7 AFNINBHETH DM, Kl
JEZFEL SR TNS & B—RME L @ T 2H R8N En3nhDd, bL, H—RKeE
RE)—RfE DS Z A 7V v ML, #FrLWEoO S EA T2 EnTEE, 2
NWE TICERRNETH S I FEMBSOCREBLTE DI T THD, ZOEIREBEZDL &,
Fex 1T —F% « REY—FRBEEDNA TV v MUIZ LD 0 FEBRBUS DRI Z1T> T\ D, K
T, Zo—flE LT, 7=/ —VENST L — 1 ~OEEIRBINK 57 SO % #
Do

2. CHETOMRME

V7=V DOERFEIZEL GEND 7 = ) — VEZ BRI FE DT 5 L A 4~ A
OB FMTHDLT L=V PDEKTE Do £I2. 7=/ = NVEADNKESRISIE, 7
TAYTIANVERICBNTHEETH D, THE T, BRa RAESR N EHE STV D08,
T L= O E ORI A BT 5 70 O e BOS S (5200 °C 72 iXmESM) 2
VEETH Y | BSOS H DU, L7z > T, IR 5 T Chg /R EE
MMz R L, Bo@BRIRNIC 7 = 7 —VEE T L— 0 ~IKR RS 2 R AR IS &
ATV,

BRI T TT = 7 = VEEIKFESRT 2121, sVt L ¥ —2F3 5
C(sp?)-OH (bond dissociation energy = 111 kcal/mol for phenol) #&& & 1E M LT 2 HEIE 3 M2 &
2%, ¥R A M
W RIZBWTIEL, 7
=/ =V EZIRT D
T ATV, ZT—T )L OH
CEWCEBM LI, T L R{j . H,

_

— K FE SRS D

Scheme 1
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ZEMARRTH LN, FISIZZERETH Y . REORIESRB AT D, Fxld, 20—
AR D 5N R A AR — R ORREHTIE 5 2 & T, #7212 Al(POs): H1EF Pt -/ hi1-fidiiE
(PY/AI(PO3);) ZBAFE L. 7 =/ —/VEMN ST L— 2 ~DOIKFE SRS R 560 F T
BIRNHEST T D 2 L2 R LR, 7= /) — L& AI(POs); DRESISZ LY, U iRt 2T
NAENAERK L, i< PEH L E ORISB L OWKICE 0 7 L—o L AR TH 5 KBRS
5K 2 HE T 5 (Scheme 1), AfIERIZIU T AL(POs)s 1% C(sp?)-OH #& & @ in-situ T
BAEFRRRT 77 4 = —& LTHRET 5,

PYAI(PO3)s % FIVY gporo s
L& KRrRT ) on H
? Pt/AI(PO3)3
(Pt: 1.5 mol%) ij
R_| + Hzo
decane (2 mL) =
0.5 mmol Ar/H, (9/1) (balloon

— VAN B XN T B
T L= NEIERT
G AEETH o 7=

)
.OH .OH .OH .OH
s w18 (SOOI 7
Hept HO MeOOC

bt Ref o R

O

90% 77% 80% 85%
— N BT
TNREEZCERE 300 2an 150 °C, 48 h 100°C, 16 h 130°C, 24 h
Mnicga, BIRW
| C(sp?)-OH f5& % O M M
‘?.%:OH ‘??iOMe ‘z({OH
OIr L., X T 257 MeN
L—rvahbzxic, & O 15, 96% 81% 0%
EWEHIELAZFo T 130 °C, 24 h 130°C, 36 h 130 °C, 50 h 130°C, 36 h
AI(OTf)3 (5 mol%) Pt: 5.8 mol% Pt: 5.8 mol%

= /) —)VEZE W

Yty AOTH; Z RIS 2 LRI ROSEIT LT, F2, AERIZY 7 =7 ks
W DMIKFE S FREOGIZ S T & WM& F CmBERMICHET 27 L—r %2 5272,
FOSEIC it A LV RE L. AIROBRTRIGZEIT> T2 & ZARIGINE - 12 < #1T
L7ehotz, iz, IS TH#H, AID ICP-AES /04TIZ L 0 Pt FEOIRH DN HER T 2o 72
Z EMD | PYAIPO:)s (34— R fillit & LT < Z LR STz, £/, T Az kb
RHIZEIAIEETH Y, D & SHEOFEHN R TH -7,

fitiEDx v 7 7 2 VU E—2a v BROKRISHEORATIZEE L TiE. BifE A0L BEDRFH
hdz L HFETHED TN D, S%IF. A ¥V VBRI B A VT, 7= — D
C(sp>)-OH fE AU & gt & 3+ 28k 4 RO EBFE L T FETH 5,

3. BEXR

[1] Jing, Y., Dong, L., Guo, Y., Liu, X., Wang, Y. ChemSusChem 13, 4181-4198 (2020).
[2] Qiu, Z., Li, C.-J. Chem. Rev. 120, 1045410515 (2020).

[3] Jin, X., Tsukimura, R., Aihara, T., Miura, H., Shishido, T., Nozaki, K. submitted.
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- BHEAVEC Bd% (BKRBET - A03) D DRE (J. Am. Chem. Soc. 2020, 142, 18955) 77 L A
J)—RASNFE LT,
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[RE - ®¥]
- ZVREIBGE BE GRKBE3E - A1) BFEISEIRIR T R AJISEDAI Symposium
Lectureship Award % 5 &
ZHEH [Catalytic Asymmetric Allylation of Aldehydes Using Unactivated Alkenes ]

JISEDAI Symposium Lectureship Award 1%, AL 728230 T, IMAIRZRAFSEERR 2 20 5
D, PR, IEEBHIR SN2 EFAE LT 2L & bIZ, ZEEOMEY 7 —%2@ L CEN
SMEFFRE DL F %27 B — T D2 R 2720, SENORBShE LT, PRI
@7 % 36 kAl DA FIEE D 5 B, 5 18 FIR R A 5> G b7 R v A TERT
YEREEHH 2 AT o TR IR G- Sk T,

JISEDAI Symposium Lectureship Award

Harunobu Mitsunuma (The University of Tokyo, 2L-02)
Allylation of Aldehydes Using Unactivated Alkenes]

[Catalytic Asymmetric

c KEEA % &KEERE - A01)2S, 2021 4EE Mukaiyama Award %352 &
ZEER
as organo/metal hybrid catalysis and radical-mediated organocatalysis]
Mukaiyama Award [ - 1A LR 2 2. AEE B FHEIC L > TR LI FIRE Ch
D, AEABALFICBIT DBHERERE R Lz 45 Ll FOEF L rd IR shE T,
Mukaiyama Award

Administered by The Socisty of Synthetic Organic Chemistry, Japan

[The development of novel reactions through system-oriented molecular catalysis, such

Professor Melanie S. Sanford
Department of Chemistry, Univer-
sity of Michigan, Ann Arbor, US.A.

Mukaiyama Award was launched in 2005 by
The Society of Synthetic Organic Chemistry, Japan
(SSOCI), to celebrate the 77th birthday of Professor
Tervaki Mukaiyama who received the Order of
Culture in 1997 from the Japanese government for
his outstanding contributions to synthetic organic

Contribitions: Developing transition
metal catalyzed reactions for diverse
organic transformations including
C-H functionalization, arene
fuorination and vadiofluorination,
and decarbonylative cross-coupling.

chemistry and to commemorate his election in 2004
to the National Academy of Science, US.A., asa
foreign associate.

The purpose of the award is to recognize and
encourage outstanding contributions to synthetic
organic chemistry.

The award, which consists of $3,000, a medallion,

and a certificate, is bestowed every year upon an
individual of 45 years old or younger as of April 1
in the year concerned, who has made outstanding
contrbutions to synthetic organic chemistry. The
awardee, selected by the award committee, shall
deliver an award lecture at the Seminar on Synthetic
Organic Chemistry where the award will be
presented.

The Winners of the Award for the award year
2021 are Professor Melanie S. Sanford and
Professor Hirohisa Ohmiya.

Professor Hirohisa Ohmiya
Graduate School of Medical Sci-
ences, Kanazawa Univessity, Japan

Contributions: The development
of novel reactions through system-
oriented molecular catalysis,
such as ovgano/metal hybrid
catalysis and radical-mediated |
organocatalysis.
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A New Method Creates Precision Polymers
Lu¢ka Bibi¢ (Ph.D.)

Creating polyrmers with controlled monomer sequence, molecular weight, and stereochemistry is an area
where nature is currently strests ahead of science. But 2 team of scientists led by Masami Kamigaito has
come closer to closing this gap (DO 10.1021/jacs 0c09289). They developed an efficient strategy that allows
themn to synthesize a new family of sequence-regulated polymer mimics with controlled molecular weight and
perfect tacticity from vinyl monomers as starting materials.

By combining iterative atom transfer radical additions and olefin metathesis reactions with selective
recrystallization and later polymerization, their novel method makes it possible to prepare carbon-carbon
main-chain sequence-regulated polymers with controlled molecular weights greater than 104, and with
stereoregularity. In particular, this same sequence-regulated segment can be introduced into a block polymer
with norbornene derivatives in a living C—C bond-forming reaction, such as ring-opening metathesis
polymerization. Understanding how to achieve precise and periodic sequences in vinyl polymers will allow
chemists 1o tune polymeric materials for applications in areas like bioengineering, molecular electronics, and
catalysis
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ARTICLE Discovery of gramicidin A analogues with altered activities Wk I I I I ok

Dol by multidimensional screening of a one-bead-one- Y i

Nature Communications Compou"d Iibrary e —
The strong hemolytic activity and mammalian cytotoxicity of gramicidin A, a ; % o v
peptide antibiotic, has hindered its non-topical clinical application. Here, the g T oy A

authors report a high-throughput strategy for the discovery of gramicidin A
analogues with altered biological activity profiles.

Yuri Takada, Hiroaki ltoh --- Masayuki Inoue
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