SPECIALTY CHEMICALS AND ENGINEERED MATERIALS

9,9-Dimethyl-4,5-bis(diphenylphosphino)
xanthene

Product number: 1700 | Alternative name: Xantphos | CAS number: 161265-03-8 | C;,H;,OP, | Molecular weight: 578.62
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Xantphos is air stable as a solid or in solution.! This ligand has a
large natural bite angle of 111°C (232°F) and a flexibility range of ©
97° - 135°C (207° — 275°F).2 Xantphos has been utilized in aminations,

carbonylation, hydro-formylations, and various coupling reactions.

HYDROFORMYLATION OF OLEFINS -3 COUPLING OF ARYL HALIDES/TRIFLATES AND THIOLS ™
CHO R Pd,(dba),, R .
Rh/Xantphos X 2 3 S-R or Ar
H,/CO (1) ~~_-CHo NN, Hs-Rior Xantphos S
RN R R | HS-Ar . |
. = base, dioxane, =
linear branch reflux
R = alkyl, epoxides, linear/branch ratios: up to 99:1 X = Br, OTf Cl Ar= aryl 67 - 92% yield

acetals R’ = various alkyls

o-ARYLATION OF KETONES ™

PALLADIUM-CATALYZED AMIDATION OF ARYL HALIDES AND TRIFLATES “-®

R d,(dba), 1
ax s HNRR? Pd/Xantphos Ar-NHR or \\ Xantphos R R,
or H,NR base Ar-NRiR? | + R Qk ‘\\
F R, NaOtBu or
_ > K,PO, =~ ©
X =Cl, Br, |, OTf N-sources: amides, oxazolidines, ureas, 70°—80°C
Ar = aryl, heteroaryl sulfamides, hydrazines, hydrazones,
piperdinyl, morpholiny!l
R1 = H, Me 72 - 74% yield
R2 = -CH,CH(Me), mono/diarylation ratio
-n-Bu, -CH(Me), 12 to %%
HYDROAMINOMETHYLATION OF OLEFINS ¢ “CHACH),CH,.
Rh/Xantphos . NR'R"
N s rre OGN NRE, R)\ CARBONYLATION OF ARYL HALIDES AND TRIFLATES TO
Toluene, MeOH  linear branch N-HYDROXYSUCCINIMIDO ESTERS ™
R =alkyl R"and R" = H, alkyl, Ph :b ratio: 97:3 to 99:1 o
cyclic alkyls amine selectivity: 95 -99% PA(OAQ),
Xantphos
Ar-X + HO—N
CO (Latm) Ar
NEt DMSO
O
X = OTf (13 substrates) 0 - 94% yield
I (9 substrates) 61-92% yield
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HYDROPHOSPHINYLATION OF ALKENES

o)

Pd,(dba), g
N XH

R OR’

R + ROPOM,

Xantphos

R=alkyl Ph R =H, alkyl
PhNH,

79 —100% yield
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