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Ak, MUBHICA X TV BREAT LT U= C-7') oy REIRSMY 7 v~ v H OEHRRMFIE] &
L, Faf. RigbB X OWsE» ORI W5,

FEaa Tl A LA WREOREE RIS L OEBIEEIZ DWW TR, ZOREICBIT 28EE =T L L bIT,
INETIATON AR ZMH LZ, Thbb, AT~ T, NY 7rF FhROMUBRENEHK Z A%
EL, C-TZVay RERENLTT X JHENEA SIS Z2 ISR TH D, 2Nk, 7 /8
EBIZ K % DNA OF8ik, WBHEKDOA v Z—Dh L —a v, FLTHIBEEOT L TV BRICE AT A X Ui
gL L7- DNA OUIBHC L0, SWBUES - FUEEE 28T, 2 ORS00 eEE & W AREE 2 R T80 h, 2
N DR O BRI RITEANATONTEZ, TAT~A VO AEMR EDOERFEELE LT, (VLEB LU
BBIRA 27 X /OB, Q)MIEHZ S TMBREFHEOME, £ L TEG) I D 2 DO 5 Mgk 2350 Fn
LA O, © 3 OB Fod, ZNOLOMEERVBEXEERETREZELZOIX, DT 2 flosk
ThHY, ZOZEPOLAERESEOEIN I DN 2L, £, WTROFNZIBWTH MBI EMZ T L ¥ L HET
BV ABENERROETHLAX L7 VERENBEICE T 2EREOLABIIRIZICHEIN TR, ZDX
IREROLE, AXVIUBREATDLIINTI A UHOYORERERIEL, VY7 A v H 2SS
W& U TR AT 72,

AW TIEET, V7 b~ 0 HOBRICEAT AT E R L, 77U 2 UIBOMENRET LIeBOT I/
PEROLEBNHEETH D Z 2B Lz, Ziud, BSOZEBROBRINE L 72 5B ITEICR LT, 7 IV
T B LA XV T VN EETIE R o722 THhD Z Rz, T LT, ZTNEBE X888/
B ENRE LT, ZOT77ua—F08IE, 7V N IET ) UEREAX VT UVEREBET DAICH 2 £ LT
IXT, TV aviaEEBRT 528 Tho, ZOAGRREERITHOICET, Ht5EET U bryBID
FFIEE MBS, T T ) o T B2 — L E2EK LT, W THROLHMERFT LI2E 25, K
L7 UERMAL AT AR Y5 ¥ Staudinger iz W= T ¥ RED= T, MAKFZB DR & D Bn FBORE &
Wo TBIEEMFICH L TREMZ R L, 7 /A LRI 52 LIk Lz, REZEIC, X T UVBREEDLT
YEIET ) UEEOBEICE URFEIToT, £9. T EFAEOBIRNRBREIC OV TR EITV, 4 VT
LT I UEEREELZLICEY., TI RO T B FANEERoT-EE T = ) — O T B F AN KRE
TEXHZEERMLE, #<. BEINKSRIZE 2T ¥ —1DREE, ZUEDT—ANLAFT T UREHE
ETAHTRTIE, BEOOMRRAERYN S ONE Z ENREE oz, £ T, WEEZEML LT VY
ERWCEBEZBEL, LVEMARLETTOFFV T VEROBREEZRBE L, T LT, Z0&GEEBEOA
BICEAL, BOVINETYH T h~A T HEELZ LK LTz, 72, BAOEEARY M TF—2 B L
M RO TN E BOW—EE R LTz, SHIZ, REBVOF X T VB DM SR EF AR L 72(14R, 16S)
ROLDOLE—THIMAZETGD DI, T IEKOMEHEHNTIT AT LA —BAEYDOEREITV., T
LEDYT AT VAN THNMR A7 ML ETHANFRETH L Z L 2R Lz, £ LT, ZOERAW(14R, 16S)
RIS L UN14S, 16R)E] & FEIZAEK LTZ(14R, 165K, B L UHEERO 'H NMR A7 ML AT 5 2 212, il
MY T h~A VU HOAF T T VBOMIIR L Z 4R BLUN16S LIRTET HZ LN TET,

Db, KGXTIE, AF VI UVBREET DN TA VLV ETHIY T <A HOYPDOEGREER L.,
RETH - A F L T VRO SR EZH LN L, ZORRITBWTIE, TI2fE, A%
B & B R BRI O F N E O LSRR O TR N BN T2 G iR ORI R B LTz, ZORRITT VT <A
O B BIE ORI OSSR L 2D Z NI TE D, A EZE L CELNMAIL, 2 EREME
KD OB RORBIZOHFETELHDLEX TS,

%« FSCERIE. FNC 2000 F & 363 300 354 RSO IET 57, b L <IFHT800 354 1R L T 7230,
Note : Thesis Summary should be submitted in either a copy of 2000 Japanese Characters and 300 Words (English) or 1copy of 800
Words (English).
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This thesis titled “Total synthesis of saptomycin H, the aryl C-glycosyl antibiotics having an oxirane ring on the
side chain” describes the details of the synthetic studies on saptomycin H.

Saptomycin H, a member of the pluramycin-class antibiotics, features an anthrapyranone skeleton with one
C-glycoside and an oxirane ring on the side chain, whose absolute stereochemistry was not clarified. Because of
the unique structures and significant bioactivities, pluramycins have attracted attention of organic chemists and
two total syntheses have been achieved. On the other hands, the synthesis of epoxide-bearing congeners
remained unachieved due to the sensitive functionalities including epoxide. In this thesis, the successful
synthetic route toward saptomycin H is described. The keys of this synthesis are concise assembly of three
synthetic units anthrone, sugar, and side chain and the 6-endo selective cyclization exploiting a unique reactivity
of AZADOL, giving anthrapyranone acetal with full carbon skeleton. At the stage of functional-group
manipulations for anthrapyranone acetal, the lability of the anthraquinone moiety and the oxirane ring for
reductive conditions required for transformation of the sugar moiety was problem. As a result of the several
experiment on the order of conversions, it was found that the sugar moiety should be transformed before
construction of the aglycon moiety, and the first total synthesis of saptomycin H has been accomplished. All the
data of synthetic material matched with the literature data of the natural product. To determine the
stereochemistry, the mixture of diastereoisomers deriving from the oxirane ring was prepared. Comparing the 'H
NMR data, the absolute stereochemistry of the oxirane ring of saptomycin H was assigned as 14R and 16S. This
is the first example of the synthesis of pluramycins having an oxirane ring, providing important insight into a
general synthetic route to this class of compounds. Furthermore, these works in the thesis would contribute a

development in the field of organic synthetic chemistry and natural product chemistry.
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