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1. B=

2. BHUBHELBIWiIttig F1 Wittig-Type KR

2.1 jHBER R
2.2 FERM

3. AYlBENHEEXSYTEERN
4. B BEELCIE b M
5. BE5RE







1=}
B3R

ANEESESNEHARRN

---------------------------------------------------------------------------

3
4 R R2
1 Y ® \l'u 1
R kRs o IR &R
R271 R? J\
R3 X =Cl, Br, I. RI7TNRS

A 3
R 42 R
AL EPY =OFI =)
o OH o
I A, R'CO,

R "R’ R R carboxylic acid
Ketone or aldehyde alcohol , y ’
Wittig reaction Appel reaction amine, alcohol

Mitsunobu reaction

---------------------------------------------------------------------------

 a s s EEEEEEEEEEEEEE S S S EEEEEEE S S S EEEEEEEEEEEEEEEEEEEEE s e

---------------------------------------------------------------------------------------

BASF (1950) :

(0]
éi\/u\ C, elongation — S e =
phosphonium salt

- . . formation
Irisone vinyl-B-ionol
O=PPh; J\/\
<2HS NX"oac T Yo\
ton scales wittig reaction =
A Cl
AR AA hydrolysis
éi\)\/\)\/\om RNyColySISsey Vitamin A
4

Yang, J. et. al. J.Am.Chem.Soc. 2023, 145, 15589-15599; Bonrath, W. et. al. Angew. Chem., Int. Ed. 2012, 51, 12960-12990.
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1=}
B3R

2 BINK-3a- 75 E S BIREFIRY X

78

PANNY

DR I g o

OMe

(+)-vittatine : R =H

(+)-powelline : R = OMe (+)-crinane (+)-buphanamine
M
MeO “mn, NH "lEt m
H H H H H

mesembrane (-)-aspidospermidine

Asymmetric Staudinger/aza-Wittig Reaction:

( )
(+)-powelline collective
(+)-vittatine syntheses
. B ——
(+)-crinane >

(_ (+)-buphanamine

Tang, Y. et. al. J. Am. Chem. Soc. 2024, 146, 14136-14148.

cis-3a-arylhydro-
indole nucleus

(-)-tubifoline

(+)-pretazettine

Ar

(O _

< NaBHCN- [, ),




Product
0 [H]
PV
R” I|;R
Key selective
reduction
Reagent B
pPlilypv [OH]
Redox Cycling
Reactive PY
intermediate
PIII
R”1 R
R
Reagent(s) A

Required features

Chemoselective reduction

: Highly efficient reduction
Stereoselective reduction

Buono, G. et. al. Chem. Soc. Rev. 2015, 44, 2508-2528.

— o o o e S e e e EE e e R S S EEe S S Eee e e Eee e e e s sl

PV=0IEIR 7% A

Silanes

o/
I}
Bronsted acids - P\"'R
Lewis acids R 45-105 °C ¢

o]
]

Pl’ P"
\, ‘,R

Ci
@) reducing reagent T
> g reag

H

! % S
alogenating reagent R R rt-130 °C

reducing reagent: NaBH,, LiAlH,4, H,

% ERR SRR FHRAETZ

%
q:

R,P\\ 85-92% -1 P )m_
m=1,2
m=1,2 R
R = Me, Ph

ERK RS CITRRAE S, B
TR L R




2. BHUBHELBIWiIttig F1 Wittig-Type KR
2.1 JHHER R




It

BHLBELRIWittig F1 Wittig-Type &

B L Bwittighe Bz

P+[O] (10 mol%)

Ph,SiH,, base R2 Possible reaction mechanism:
o) R? toluene, 100 °C, 24 h .- Q
R2 ‘;’ R3 3
R1JLH * R3J\X Rwﬁ/ : O \— R Precatalyst
X=Cl,B yﬁj}s) i i
= s r

Stabilized ylides

o)
G co,M CN CN
\CP\Ph NayCOg3 N0 @W
\
P1+[O] S

74%, >95:5 80%, 75:25 74%, 67:33

R3

\CP\,,o Ph
Ph \

i
R1
\@P/& pllpv
Redox Cycling \C Actlve

catalyst
R1
Base
Ph
O=p’/
\ -PrNE X O S O > e e X=CLBr
-Fr
, or X =Cl, Br
NaOCO,t-Bu

P2.[0]

Unstabilized ylides

79%, 95:5 87%, 90:10 72%, 80:20

O‘Brien, C. J. et. al. Angew. Chem., Int. Ed. 2009, 48, 6836-6839; O‘Brien, C. J. et. al. Angew. Chem., Int. Ed. 2014, 53, 12907-12911.




It

BHLBELRIWittig F1 Wittig-Type &

B E L B wittig iz N

o
H + Br” Nco.Me Conditions - N
2 Ph:"”\/COZMe
g Conditions:====--. gmmmm-- Conditions ====--- s, emmmmes- Conditions ==-=--- o, emmmmmes Conditions ====-+
QA
Ph P Me  |°
! Me P
n-Bu I\llle
® .
P1-[O] P3-[O] P2-[0] P4-[O]

P1-[O] (10 mol%)
PhSiH3, i-ProNEt
4-NO,-CgH4-CO,H
27 °C, EtOAc, 24 h

P2+[0O] ( 5 mol%)
Ph,SiH,, i-ProNEt
4-NO,-CgH4-CO5H
100 °C, Toluene, 24 h

P2+[0] ( 10 mol%)
HS|(OMe)3, N82CO3
150 °C, Toluene, 24 h

P3+[0] (1.0 mol%)
PhSiHj, i-ProNEt
25 °C, THF, 48 h

85%,
86:14 E/Z

85%,
99:11 E/Z

97%,
97:3 E/Z

90%,
90:10 E/Z

N ... ... ... ... ... S S S e S e e e e e e e

O W N N N NN NN NN NN EEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEy
L L L L L L L L R R R R R R E R R E R E R I, o
s EEEEEEEEEEEEEEEEE S S S S S S S S S S S EEEEEEEEEEEEEEEEN
I R R R R R L L E I I R 4
N EEEEEEEE S S S E S S S S S S S S S SRR EEEEEEEEEEEEEEEy
s EEEEEEEEEE SRS S S S S S S S S S E S S S EEEEEEEEEEEEEEEEEEEN
CEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEEE e Emmm®

-------------------------------------------------

9
O‘Brien, C. J. et. al. Chem.- Eur. J. 2013, 19, 5854-5858; Deshmukh, S. et. al. Eur. J. Org. Chem., 2015, 15, 3286-3295; Ayad, T. et. al. Adv. Synth. Catal. 2024, 366, 3636-3645; Werner, T. et al. ACS Catal. 2019, 9, 9237-9244.




BHLBELRIWittig F1 Wittig-Type &

IRy E At S [

It

P1 (5 mol%),PhSiH;,

N
* 1 4-dioxane, 101 °C, 16 h. NH,
80% yield >
(o]
0
P1

P2(10 mol%), PhCCls,

s OH - 0 S Cl P
<J/\/ PhSiHs, 100 °C, 24 h. o <J/\/ n-0ct” \=n-0ct
\ 74% vyield \ n-Oct

P2
H P3+[O] (20 mol%), DIAD, con
€0z PhSiH3, THF, 80 °C. 2Bn o
+ ph”” NOH — > r?
O,N 63% vyield O,N -
P3.[0]
o>
L L O
I I '~ s 2N
n Alk” 1 ATk K p{ p%&Ph
Ar Alk 07 “Ph 6/ Ph 8
95.4° 91.5° 92.4°

Delft, F. L. et. al. Adv. Synth. Catal. 2012, 354, 1417—-1421; Werner, T. J. Org. Chem. 2019, 84, 7863—7870; O‘Brien, C. J. US Patent US8901365, 2014; Kwon, O. Chem. Sci. 2018, 9, 1867—-1872.




B BHE{LRYWittig F1 Wittig-Type |

B EAIRIT R AT -

HSiCl;, benzene

9 70-80 °C, 1-2 h. P
P. —» Bn“1 M
Bn™ 1 ~Me retention S T
Ph
(-) 98% ee (+) 82% ee
R el
| R;P=0 + HSiCl; (Possible reaction mechanism)
|
|
| ~a: Cl .
I 0 HSICl, o7 N o-gi—cl §sicls P
I wPSps sl S oo L 1 T RP—H —= RURS
R™ | R P~/ RDS R'-P--H S, R
I R2 R"1*R3 723 R?® R
R2 R R
|
|

.

It

A AG‘sol
in kcal/mol

0.0
O=PM93 + H'S|C|3

Balzer, W. D. et. al. Tetrahedron Lett., 1965, 17, 1157-1162; Krenske, E. H. et. al. J. Org. Chem. 2012, 77, 3969-3977; Krenske, E. H. J. Org. Chem. 2012, 77, 1-4.

C
cl,,J
S

Cl
reaction Complex 1

¢

I Me
fH+ Ilazme

PARN
O Me

4.3

11




2. BHUBHELBIWiIttig F1 Wittig-Type KR

2.2 FHERN




It

.

B BHE{LRYWittig F1 Wittig-Type |

R 1L S 3 FiRwittig /2 R B & R
0] o)
wel  1- (R)I-CAMP (69% ee, 1.0 eq.), PhH.
e 2. aqueous K,CO3, then 40 °C. - y
30% ee Me
o) Br 0

o [P1] (5 mol%), 0
o HSi(OMe)3, Na,COg3,
Me Toluene, 125 °C, 20 h. H
-
Me N
P
(o]

50% vyield, 62% ee
Br

[P2] (10 mol%),
PhSiHj3, butylene oxide,
gr 1,4-dioxane, 150 °C, 24 h.
m = 0, 58% yield, 96% ee
m =1, 50% yield, 92% ee o

Curran, D. P. et. al. J. Am. Chem. Soc. 1980, 102, 5699-5700; Deshmukh, S. et. al. Eur. J. Org. Chem., 2014, 30, 6630-6633; Christmann, M. et. al. Org. Lett. 2017, 19, 2310-2313.

13




BHLBELRIWittig F1 Wittig-Type &

It

B E L BY AR X FR-Michael addition/wittig 58 BX & [ -

R20,C

'

P1 (5 mol%), PhSiHs,

(p-NO,-CgH,40),PO,H, 2
o O toluene, 40 °C R! CF;
R1J]\/U\CF3 R |
TsN- L Ar R20,C" CO,R?
o o 8 Ar = 4-OMe-C¢H,

lj\/\ o
R1 CF

wittig reaction

o o

+
PR3 + 1
/'—< & PR; Michael additon R [ CFs
- /—< > 5 PR3

2 2 2
CO,R2
O (0] OBn 0] CF3
Ph CF3 t-Bu CFs
| | o
\‘\ \\‘ BI' ) 5
Et0,C CO,Et Et0,C CO,Et CO,Et

99%, 94% ee

Voituriez, A. et. al. J. Am. Chem. Soc. 2019, 141, 10142-10147.

99%, 91% ee

60%, 86% ee

14




B LAY A X FRwittig /2 N

CO,R

OBoc

OR

P1 (20 mol%), PhSiH3, [0
[Ir(COd)Cl)z, n-BU4NBF4
CH3CN, 50 °C,48h

Pb—Ar

E ;coz

8 Ar=4-OMe-CgH,  Naphth

l l COEt  F;C CO,Et
:igDOBn :om

82%, 80% ee

80%, 86% ee

74%, 68% ee

71%,

B BHE{LRYWittig F1 Wittig-Type |

72% ee

.

It

e 1k B A % #R Staudinger/aza-Wittig &2 2

N _CO,R )
| P2 (10 mol%), PhSiHs, [ [iRs ] N\~ COR
benzoic acid (20 mol%), N__-COR | \
O o toluene, 50 °C, 48 h Z
»
OR
OR  TsN- o]
SO
P2 § Ar=1-Naphth haphth
COEt o CO,Et g | - COE CO,Et
I PA \N I ZN ‘ ZN I ~N
l I OBn l I OBn OBn Br. I OBn
90%, 94% ee 83%, 86% ee 87%, 86% ee 60%, 96% ee
15

Sparr, C. et. al. Angew. Chem. Int. Ed. 2024, 63, e202408159.; Sparr, C. et. al. Angew. Chem. Int. Ed.2023, 62, €202309053.




(o)

MEPAFIED: Y

N;

AL EBHATER -

B BHE{LRYWittig F1 Wittig-Type |

R {8 1k B S % FR Staudinger Aza-Wittig /&2 -

il
2

P1 (1.2 equiv),
Et,O or THF,

rt or heating Ac,0, Et3N -

Cl»
N\P

P2 (20 mol%), 2-nitrobenzoic acid,
PhSiH;, 4A MS, toluene, rt, 48£

~NZ

Ph
o)

99%, 90% ee

N
/

2
Me
(o)

96%, 91% ee

P2 pn
N N
Me / /
Z ‘ "“'Ph
Me Ph o
o]

N N
/

"Cy
o \ 0

97%, 95% ee
Marsden, S. P, et. al. Angew. Chem. Int. Ed. 2006, 45, 5000-5002; Kwon, O. et. al. J. Am. Chem. Soc. 2019, 141, 9537-9542.

89%, 84% ee 99%, 94% ee

16




I<t

BHLBELRIWittig F1 Wittig-Type &

A FFFRStaudinger Aza-Wittig &2 N :

OMe  P1 (X mol%), PhSiH; (Y equiv.),
<° o (4NOPhO),POH (Z equiv.,
o toluene, 85 °C, 12-24 h

Et;N, Ac,0, DMAP,
DCE, reflux, 4-6 h

|
|
|
|
|
|
> |
MeO
NJ ¢ MeO :
o
o 0
\/ o\/o I MeO
|
entry P6(X) PhSiH;(Y), acid (Z) vyield (%) e.r. I 95% yield 94% yield
| e.r. =96:4 e.r.=92:8
1 110 0,0 >95 98:2 :
O Q 2 50 0,0 80 92.5:7.5 I Aq
H |
i 3 20 4.0, 0 40 97.5:2.5 |
P HFE 4 20 4.0,0.2 34 87.5:12.5 I
t-Bu t-Bu :
P1 5 20 DIAI;(I;,Aoé 2) 95 95:5 : 5
— 15’ I 94% vield o/
.0, 0. : | e.r. = 89:11 o/
6 15 DIPEA (0.75) 95 v6:4 : 27’_%‘23
2 =i - \ ob - '
EREY I AT $E S PhSIH,BYIE R §E .

Tang, Y. et. al. J. Am. Chem. Soc. 2024, 146, 14136-14148.
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BB EL BRI Wittig F1 Wittig-Type &

Time-stacked in situ 31P NMR of stoichiometric reaction of P6 at 40 °C.

P6+[O]; P6
580 min P6-[0]
(2, ) N ’
H |
= 360 min
H P
t-Bd “t-Bu . |
P1 200 min
(4-NO,C¢H,0),P0,SiH,Ph
| [ £ ]
O O 60 min C
sl 'b\‘ - A :I: b
H | B BEER 5PhSiH, A B RS
P H$ P 20 min
/] >
t-Bu O “t-Bu
[P
P1-[0] 5min  Pg[O],/(4-NO,CsH,0),PO,H complex
\I - \

0 min
H (4-NO,C¢H,0),PO,H
P

...........................

100 90 80 70 60 50 40 30 20 10 0 -10 -20 -30 -40 -50
P1-[O], f1 (ppm)

MR IS NSNS IS S BRI 18




I<t

BHLBELRIWittig F1 Wittig-Type &

Possible reaction mechanism:
N3 0 o [Si]

Py .
(\ P* R [SiH] VR N3 R HN

0 R
N o
o 15 [SiOH] 075
Iv N,
0 N,
o)

R (\ O
* * R
o Bisphosphine monoxide- P O Chiral Bisphosphine- |o. i ST |
P* N S L i P* Catalyzed AS/aWR \}\l Reduction/CycIizationR Ofsi]
P1 [0] o?, NH
\')
[SiH]
(o)
R
[SIOH]

—~ [SIOH]
N O p/
16 P1e [0]2 N I (racemate)
(enantionmer) 16

(enantionmer)

19




5K P=0 #ILENIBIRZ:

P
R17I R

Brensted acid &ZiEtES

Substrate [SiOH]

PllllPV

Organophosphine- Redox Cycling

mediated reactions

Brensted acid (cat.)

o)
1

Product R1’|{2\R3 [SiH]

2012 & (Et0),MeSiH/PhSiHs, (PhO),P(O)OH(15%), toluene, 110 °C, 24 h

Beller

2013

OBrien @ PhSiHz, 4-NO,PhCO,H (1.0 eq.), DIPEA (14 eq.), toluene, 100 °C, 20 min

2015

Voituriez @ PNSiHa, (4-NO,PhO),P(0)OH

(5%), DIPEA (5%), toluene, 90 °C, 3.5 h

2016

Werner @ PhSiHz, CF3SOzH (1%), toluene, 70 °C, 24 h

2017

Aldrich 3 DPDS, (4-NO,PhO),P(O)OH (20%), EtOAc, 23 °C, 48 h

Tang, Y. et. al. J. Am. Chem. Soc. 2024, 146, 14136-14148. Beller, M. et. al. J. Am. Chem. Soc. 2012, 134, 18325-18329; O‘Brien, C. J. et. al. Chem.- Eur. J. 2013, 19, 5854-5858; Voituriez, A. et. al. Org.

B BHE{LRYWittig F1 Wittig-Type |

.

e e e e e e e ~a
/ - S
I &b L, 3 ~
| BellerFE AR R R M AJ RELZ RIS IS -
|
|
| (o]
| | H g
P + - -2 A 0/ ~ -
I Silyl ester
|
| Q Silylester ~ _p_ _
| ~P<_,+ HSi(OEthMe — R/, R® + HOSIi(OEt);,Me
I R R|2 R
|
| Presumed activation modes
|
| 2
| th .-H{ .Bs 2 EtO\ 3". ;R/R1
I Me“S'u\ —;P\‘R Me*'Si===H--""\,
EtO: . R EtO o
I 1 VS \ '
(0] \ Me b H Me
] \Sll \\ \s
' Aro—P~o~"\ ~OEt P~ I~OEt
\ 1 9 bEet Ar0—{~0"\ 2
\ OAr OAr t
\ /
S . e e e e e e e e M M M Y (M o - s

20

Lett. 2015, 17, 1537-1540; Werner, T. et. al. Adv. Synth. Catal. 2016, 358, 26-29; Aldrich, C. C. et al. Chem. Eur. J. 2017, 23, 14434-14438.

e o o S O S S e e S e S e e e e
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BB E{LROWiIttig 0 Wittig-Type KL

BT ERGEHEEEITE

+
Ph H OEt _l d(P...H) =
2.053

\
OAr OPh

= 36.9 kcal/mol FaimatRe AGY =32.8 kcal/mol

—|¢
Ph Ph EtO Me

A
P‘- 'Sil
Ph= |y ~~H" "/ “OEt
o 4 - TTRERRE, T%V_flmﬂ\
Me\‘l_ F',L IFFIL.\*)-LEE QEE%E
Etops||~.0/\ OPh
d(Si...0) = 1.894 OAr OPh

d(Si...0) = 1.806
AGT = 68.1 kcal/mol

BRENTESEHETEREEDS, ERNTESZHNTES

21




BB ELRIWiIttig F1 Wittig-Type |

.

A RELZ BT BAS S :

, d(Si..H) =1.792 n +
Ph OEt
Ph':P'\‘o’,Sl“ Me
Ph NoEt

d(O.H) = Ar = 4-N02-Ph
1.369 AGT = 26.5 kcal/mol

It

d(P...H) =1.670

“!_Ph
0%t
v\ H
S$i7
o’ | "‘OEt
o~/ Me
AI'O, OAr
Ar = 4-NO,-Ph

AGF =25.4 kcal/mol

22




BB E{LROWiIttig 0 Wittig-Type KL

0
0 [Si-H], Pho—F~oH
OPh
P > P
VaNp3 Va g3
R R™ 2, R
HSi(OEt),Me PhSiH,
EtO R3
Mel-SI\ >p=R? EtQ R3 H R®
EtO R MenSig] ,p‘RZ PhSig ,P‘R
\ 07N £ 07N
4 0 R’ 0 R’
N\
(I) P(O)(OPh), P(O)(OPh),
P(O)(OPh),
v/ Activation Modes v/ Activation Modes v Activation Modes

O
1]

OPh

HSIEt; + ppo—P~on + O=PPh; ——X—>= PPhy

Et

3

H R
Et|-‘S|\ ‘\‘R
el 07 Vg

'

H

o

P(O)(OPh)2

x Activation Modes

Tang, Y et. al. J. Am. Chem. Soc. 2024, 146, 13983-13999.

23




3. AHBHEANHEELSYTRRM




BEXREELSYTIR R

4 F R Cadogan-—Sundberg it &z

« gz P01 (15 mol%), PhSiH, . Me, e o=3)'Me o=7)'Me
AN ° Me P~ (e !1_.-0
R1—/ | N toluene, 100 °C > R 2 — ‘N—R2 Me No VR" Mel-;P\
Me Me Me
TS, TS,

AE}=-17.5

22.2 kcal/mol AE = 37.5 AE =373

AE*=29.1
AE*= 21.7

0.0 kcal/mol

35.5 kcal/mol
AEdpi= 1.7 AEd,ﬁ: 1.5

l\|l|e
vp + MeNO,
25

Radosevich, A. T. et. al. J. Am. Chem. Soc. 2017, 139, 6839-6842.




BHEL R AHE N ST R R M

HEN SIS MERR 7 FEE R B k- R 3 XABER &

P1+[0] (15 mol%), PhSiH5 or
PMHS, m-xylene or CPME,

80-120 °C H

H B
R1-NO; + (HO:B<p, > NS

R = (hetero)aryl

H
H H N
N, N
o N |

86% 62% 86%

R’ = methyl with boronic ester

H

N H H o
\©\ Me” Y~ "N Me” X “OMe
Br X J H NHBoc
N

91% 57% 80%

Possible reaction mechanism:

@(I) Me l\'lle
® Me P,
o//N\R»] Me . \OIN\R.] "\i
Me O %
Me e 0/ \R
turnover limiting
-(2+
(3+1) addition retro-(2+2)
fragmentation
M Me T PPT Me
e I urnover-limiting Cycle Me I
Me P Me P~
Me -« i Me ~0
\ [Si]-H \
o Me =& o Me
resting state Product-forming Cycle P4.[0]
N. \ (2+1) addition H,0
0% “R! H
~ 1,2-metallate N
(HO),B-R? rearrangement R1” “R2
Me - product
Mo— Mg
e o Me HO OH
"M Me Me o | © e‘B:_Rz
}"’ e Me P\’\ /A/
R1-Y 0'05’/7/'/79 a Me R 26

Radosevich, A. T. et. al. J. Am. Chem. Soc. 2018, 140, 15200-15205; Radosevich, A. T. et. al. J. Am. Chem. Soc. 2020, 142, 16205-16210.



BEXREELSYTIR R

P1+[0] (15 mol%),

(PhH,Si),0, CPME, . g AT
Ho B 25 OC, 427 nm H %fﬁ EI:I | j1$g‘—‘L1E -
Ari-NO; + (HO); “R2 .
000, Vi Ar'” “R?
40%-90% Yield
NO Standard conditions H\
——Thermal conditions Photochemical conditions O + PhB(OH), P - ©/ Ph
P-[O] (15 mol%) P-[O] (15 mol%) rt, 12 h 3c
PhSiH3 (2.0 equiv) (PhHQSi)QO (1 .0 equiv) 427nm LEDs or in dark > 0999% yfefd
CPME(0.5 M), 120°C, 48 h 427 nm LEDs, 25°C, 48 h

@E 5 E S SE T
2

F

Photochemical or thermal

NO, conditions ~
o 4 /O " PhB(OH), 3 g /©/ )
FaC
. h 66 3 Additive (3.0 equiv) | 3C 3a

Additive Photochemical Thermal
Cl H Me H
N\Ph N\Ph None >95% >95%
BHT 67% >95%
Cl Cl
PBN 15% >95%

16
B o - -

Radosevich, A. T. et. al. ACS Catal. 2025, 15, 12477—-12483.
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BEXREELSYTIR R

RS IR i 28 R SO
A S0 -5 ns 10 ns — 1NN
1 2
3 i:: 4 :: 60 —— 1-NN + (PhH:Si):0
5 us 8 us Q —— 1-NN + PhB(OH):
20 |- ——10ps ——20 ps CE) ——1-NN+P
- — 40
CE> v =2092 ns é
< 10} =
< B o6
©
<
0 <
0
A PR TR ST S PR R R
400 500 600 700 800 900 0 2 4 6 8 10 12 14 16 18
Wavelength, nm :
Time (ps)
A& ZSIRBCR A J9410 nm, 570 nm, 800 nm, & BLIH2.12 16, SRR, STMRA TR A NS LR R R IR R

28
Radosevich, A. T. et. al. ACS Catal. 2025, 15, 12477—-12483.




BB R AW B K R efsp (g 0 ) &

I3A— 1t Eh 1=zt Stern—Volmer;2& ‘X B2k
B 75 e OmM C 50 /.
e 0.76 mM . Mo Me )
e 1.52mM Me P, /
e 3.04mM 40 |- p= Myt ° /
< 50 e 455mM Me ) o
- ® 6.05mM ¥ )
§ ® 7.54mM 30 - ’, Py :9/: f
.C__U L':b i / 7/ - = Linear fit
£ 25 20| o’
O 000, /
Z 0000 " ) / slope = K,, =k xt.= 6136 M-
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Catalytic Hydride and Hydrogen Transfer
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Catalytic Hydride and Hydrogen Transfer

C—-H bond activation reaction

low-barrier isomerization to reactive T-shaped isomer.
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Radosevich, A. T. et. al. J.JAm. Chem. Soc. 2023, 145, 24184-24190.
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Possible reaction mechanism:
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