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Science in 1985

Physics: Klaus von Klitzing

for the discovery of the quantized Hall effect . f

Chemistry: Herbert A. Hauptman and Jerome Karle
for development of direct methods for the determination of crystal structures
13
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* 12 issues International Edition Chemle
** 366 articles

*** Top publishing authors:

H. M. Hoffmann, L. F. Tietze, A. Schmidpeter & ...

Most cited articles in organic chemistry subfield:

Double Asymmetric Synthesis and a New Strategy for Stereochemical Control in
Organic Synthesis

Masamune et al_, 24, 1-30.(1048)

Syntheses with Radicals—C-C Bond Formation via Organotin and
Organomercury Compounds
Giese, 24, 553-565 (238)

Chiral Compounds Synthesized by Biocatalytic Reductions
Simon et al_ 24, 539-553 (222)

Enzymes as Catalysts in Synthetic Organic Chemistry
Wong ,24, 617-638 (408)
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Synthesis of 3'-C-Methyl-2'-deoxyribonucleoside with MeMgl (Site-selective tosylatior)
Chattopadhyaya (1985), ACIEE, 24; 52-53 O .
o HO ase HO Base HO Base
b A -
TrtO l ,g 7eq. MeMgl 140 o” N RiN"X. TsCl
H,O N (O JRE—— H o OH OH : OH OTs OTs OH
‘/ _Base - major
g 0 Ts0? HO uracile, adenine In most cases  doi 10.1055/S-1987-28193
15 eq. MeMgl Recent report
O MMTr
o o-MMTr o o,MMTr o”
Less Hindered Face (0] us (0]
N OH (0] Nu
| ,& ADDP . Nu
O N o) R 9 —_— \ WO — Vo
O~ HO  OH S HO  ©OH
HO
o// Hocek, Chem. Eur. J. 2017, 23, 3910.

(Vorbruggen method (classicD

: 0.3 ppm downfield shift was observed

Ph rings cover the bottom face! E : E
e : = ' upon acylation of 3-OH ' BzO BzO )
' important for structure identification O OBz o o PR o silylated
------------------------------------- | Lewis Acid k@_,,o NucleoBase
. A\l
BzO“ 0Bz & 0\: "t? Ph  gB;0 +
@mular pB-face selectivity even without Trt-grou@ z o NB
NaBH, . < 0Bz
* Chelation? No N OO 820
HO u * Uracil's steric effect? No Anthranilic acid TS
(o] NH 2 HBr
ZnBr;
MeNO; slow release

HON

J. Med. Chem. 1998, 41, 25, 5094-5107
Common method for Trt deprotection: TFA Challenging in SPPS
Selective deprotection of Trt: OTrt vs OTBDMS:
BCl3, DCM, -30 °C then MeOH
J. Org. Chem. 2000, 65, 1, 263-265

|=



Mahdi Jafarzadeh

Angewandte Chemie International Edition 1985

Baran Group
11/17/23

Nickel-Catalyzed Cyclodimerization of 2-tButyl- and 2-TMS-1,3 butadien
Heimbach (1985), ACIEE, 24: 313-314

R Ni(COD), R=H L:> Oligomerization, [2+2] & [4+4]
N toluene

I | R= TMS or tBu I:> Selective [4+2)
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Selectivity of Ni-catalyzed
isoprene dimerization
versus y-value of phosphine
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10.1016/S0040-4020(01)97949-9
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Trispiro-2.1.2.1.2.11dodecane-4,8,12-trion
Hoffmann(1985), ACIEE, 24 607-608

@rastically flattened ring)

S—> A
3 O Me heat / i
Dgtoxm —»[[ﬁc:ol — 0 o

o\ 32

1. P, Bry, 80° Br 1. KO'Bu, H,0 ZnBr
) Y
o 2.MeOH,0°C CO,Me 2. SOCl, ¢l
3. Zn, CuCl o

3. K»CO3, 80 °C

cathod potential: -0.23 V
Pb as anode

(Beyond the dimer and trimer )

MeO,C BrH,C

1. LAH Zn, Nal
CO;Me 2 HBr, ZnBr Br
3. By, AlIBr3 Br

from commercially 0-0
available diacid 1 X

EMe CF3 CHsN3
2. DMP Pd(OAC),

J. Org. Chem. 2014, 79, 17, 8163-8170
Chem. Eur. J. 2016, 22, 3996

CHzBI’

Heterogeneous Redox Catalysis on Ti/TiO, Cathodes:

Reduction of Nitrobenzene
Beck (1985). ACIEE, 24: 771-772
Ti/TiO; ceramic as the electrodes This work

Ti/TiO7 electrodes prepared thermally by heating Ti sheets in airg
Ti/TiO electrodes prepared by anodizatiore

HxSO4 (1 M)

NO; NH;
©/ ©/ 65% yield

02 M MeOH/H,O(7:3) No H, evolution
Slope of 47-56 mV/pH ===> indicative of protonted oxidized species

+304

TiO, + H0 + H2 ©
+ Ti(OH)4+H"+ & —3=Ti(OH); + 20
Ti(OH)3 Surface reduction
begins at -0.1V
A A +10
-1.0
1
-10- l.
~
[
o
~
-204 &
e
g Fast follow-up El:
chemical step
that recovers Ti(OH),

Ti(OH)3 +PhNO; + 4 H;O —» 6 Ti(OH)4 + PhNH;

Faraday conversion: 33%

()



Mahdi Jafarzadeh

Angewandte Chemie International Edition 1985

Baran Group

11/17/23
Total Synthesis of (+/-)-Bonellin Dimethyl Ester
Montforts (1985). ACIEE, 24: 775-776.
OMe CO,;Me
o]
HC(OMe);
Sl 1. PR3, TFA
Me p-TsOH Me
Co,Me CO,Me 2. Ni(OAc);
Hagemann ester 1.03, DMS |2. :
HC(OMe); |
p-TsOH
HN
C Ring / Me 1 Raney Ni,H, MeO OMe a. pen'/ent atmos!:)heric O)fidation 1. PdIC, H,
o - 4 b. easier separation of epimers
2. acidic hydrolysis N CO;Me !
MeO,C 3. NH; Me '
4. HOAc, A CO;Me
me Me, CN me Me, N
Me NH » Me NH —
1.X,DBU © g Br \ 1. Zn(OAc), , KO'Bu
S 2.F(OEt; " CO,tBu 2. CHoN
co,Me 3.Pd(0) allylo;C” ~CO,'Bu CO,Me - 2N
Me CO;Me
- 1. Pb(OAC)s :
| Do ———— 3 Me— (NN
BnO,C u 2. CRing NH HN )
BaseZ BnOC S NBS
L et Bonellin d hyl
3. Lawesson Me DBU rac-Bonellin dimethyl ester
Base Z reagent
CO;Me'
BnO,C
Q
MeN_ __NMe BUO.C
N/, \NEt2 tBuO; S
1
tBu HN—7  CO;Me
NC:,
MeMe Me
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Selectivity and Mechanism of Diene Cyclodimerization on Iron(0) Complexes
Dieck(1985),. ACIEE, 24: 781-783.

R4 ?1 R4
Y Reductive R N '
R /N\ Activation Nz \
I Fe(ll)Cl; —————————— /Fe(C4Hs) —) Fe(diene)z
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R
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* Bulky {dad} suppresses catalytic activity or induce disproportionation.
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e R :
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What Catalyst Features Enable Reversible [2+2] Cycloaddition?

J. Am. Chem. Soc. 2021, 143, 42, 17793-17805

Highly Enantioselective Intramolecular Hetero Diels-Alder Reactions for
the Synthesis of Enantiomerically Pure Tricyclic Lactones

Tietze (1985), ACIEE, 24: 784-786

R;

R2 R1 o
Me Knoevenagel
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AIEt,CI

Inverse
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Demand
[4+2]

MeHN

(-)-ephedrine
87% recoverable
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Stereo- and Enantioselective Synthesis of Both cis-Chrysanthemic Acid OMEM OMEM
Methyl Esters in High Optical Purity 1. Maleic Electrolysis
Franck-Neumann (1985), ACIEE, 24: 996-998 anhydride pyr/TBC hv 300nm

- Me\(Me 2. H0 TEA/ACN/HZO

‘\N 5 (o)
3 steps
Me = 0/ 2200 N CO;H
(] 0, te,
OH  98% ee i ?5 10 2 Me N OMEM Me 9 —
= : LDA, TMSCI Y as above
hv 1. KOH, MeOH — i
e0,; e SO

(C5H5)2CO Me 2. CHZNZ B \y/\\/
85% %3 3. ROC(S)CI, pyr Me

Me™ “Me 4. A Me Me 970, ee

Nickel(0)-Catalyzed Synthesis of Sorbanilide from 1,3-Pentadiene and
Phenyl Isocyanate
Hoberg (1985), ACIEE, 24: 961-962

isolable
62%
Ny Ni(cod); Me
M e Yo SR C‘\O =
THF, -78°C LNi(ll)~
HO” || Ph
40°C
o 0
_Ph /\/\/U\
Me/m/\)LN e NN\ -Ph
H H
EZ=21 sorbanilide  50%

Extensions of the Tricyclooctanone Concept. A General Principle for the
Synthesis of Linearly and Angularly Annelated Triquinanes

Demuth {1985) AC!EE 24: 973-975
e OH 1. MEMCI MV
Crabtree cat. 2. LDA, TMSCI
3. DDQ
4. LDA, TMSCI TMSO H

Photochemical Synthesis of an L-Erythrose Building Block and Its use
in the Preparation of Methyl 2,3,0-Isopropylidene-g-L-apio-L-furanoside
Nehnngs(1985) ACIEE, 24: 877-878
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- 2. LAH I
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Selectivity of the Anodic Oxidation of CH- and CH2-Groups; Selective Mechanism: J Am. Chem. Soc. 1973, 95, 12. 3947-3957
Oxidation of Steroids at C-6 '

Schafer (1985), ACIEE, 24: 1055-1056 o) oY C
0 }
B K OH ——> —_— OH _>
1e ox. H R 1e ox R RCOzH, R. J]\R M\I : OH (_,
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HOAC/DCM(TBABF,) Pd(ll)-Catalyzed Stereoselective Bis-Lactonization
HOACTICHUTBAPF ) (S momman ™) | veon 1008,

Yoshida (1985), ACIEE, 24: 1045-1046
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T
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Bicyclic Acetals from Oxacarbenes : old In MeOH h 0 o 0 Reductive o "H Ig./"vR
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M RO ARIEE AR IR IR shows intermolecular H-bonding H & o
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Asymmetric Addition of a Chiral Cyclic Phosphite to a Cyclic

Imine-Synthesis of Phosphonic Acid Analogues of D- and L-Penicillamine /X SO2Ph Ti(O'Pr),Cl, (\rso?"h SOzPh /\n,sozph
Schollkopf(1985), ACIEE, 24: 1067-1068 facile seperation Li Li 2eq. [Til [T
o) OMe of diastereomers “
on 1. PCh o "07N Me H(D)

0,
[o) M column S i
R/\R’ 2. 'BuOH l\( = chromatography /Y T(OPr),Clz

» R R Li 1eq. deep red
> 0 solutlon

I
o-P—H Me .  me BF; R—<\c‘> Me Me HClag HO= _F, Me Reaction with aldehyde/ketone
B e Mo Ol BRI
R N DCM o] s H,N  sH so BR
K ~+ e HN\,LME 2 SO,Ph
Me ar.=%1) wd H(D)

1,1-Liz

1,1- and 1,0-Dilithioallyl Phenyl Sulfone: Synthesis, Geminal Cycloalkylation,

o p SO,Ph SO,Ph
and Lithium-Titanium Exchange
Pirrung (1985), ACIEE, 24- 1043-1044 | 1-Li . 4,0-Liz i
: L}

nBuLi

0, unLi 0, ; 2
eq. eq
ASph %» AN > ph —->
THF \
low temp. Li low tljemp Li Z  Photochemistry of 1-Methoxybicyclol2.2. 2Ioctenones

warm | Schaffner (1985), ACIEE, 24: 763- 764
1,1-Liz

deprotonation p1rocess 02 to 50°C
SOzPh was followed by 'H NMR / hv (300 nm)
i acelone 4
0X0- dl w-methane .

reanang MeO
AS0Ph 1,0-Liz & 1,1-Li3 oH
Me Mo exhibite similar product mixtures [2+3] ;\ OTM s ¢
due to complete/fast transmetalation H oy H
/\/SOzPh after first alkylation step MeO B

Donor (Me
transmetalation SuMe3 |
' /ﬁ( — » X
n=0,12 OSlMe;
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