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Supporting Information

General considerations. All experiments were performed under an atmosphere of Ar or N,. THF was
distilled from sodium/benzophenone; P(OEt); was distilled from CaH, prior to use and DMF was
distilled from CaH, then stored over activated 4A MS. Bis(cyclopentadienytitanium dichloride was
purchased from Lancaster and used without further purification. Merrifield resin was purchased from
Polymer laboratories and had aloading of 1.83 mmol/g. Resin-bound esters were synthesised according
to the procedure of Frenette and Friesen.

Example procedure: Bis(cyclopentadienyl)titanium dichloride (0.93g , 3.74 mmol, 12 eq), magnesium
turnings (0.10 g, 4.12 mmol, 13.2 eq) and 4A MS (0.20 g) were heated gently by heat-gun for 1 min,
under reduced pressure. Once cooled, THF (4 ml) and P(OEt)3 (1.30 ml, 8.07 mmol, 24 eq) were added
and the mixture stirred at room temperature. After 3 h, a solution of [1,3]dithiane 23 (0.38 g, 0.933
mmol, 3 eq) in THF (10 ml) was added and the mixture stirred for a further 15 min before addition of
Merrifield resin-bound ester 12b (0.311 meq, contained within an IRORI macrokan). The mixture was
heated to reflux. After 3 h, the reaction was alowed to cool, the resin removed and washed: THF (5 x
30 ml); MeOH and DCM alternately (4 x 30 ml each); and finally MeOH and DCM (30ml each). The
resin-bound enol ether was dried in vacuo.

The IRORI macrokan containing resin-bound enol ether 31b (0.311 meq) was treated with
Cs,C0O3 (0.52 g, 1.56 mmoal, 5 eq), Pd(PPhs)4 (14.7 mg, 4 mol%) and iodotoluene (0.33 g, 1.56 mmol, 5
eq) in dry DMF (8 ml) and distilled water (5.6 ul, 0.311 mmol, 1 eq) was added. The mixture was
heated to 80 °C. After 20 h, the reaction was cooled and the resin washed: (9:1) DMF-H0 (3 x 30 ml);
THF (5 x 30 ml); MeOH and DCM alternately (4 x 30 ml each); and finally, MeOH and DCM (30 ml
each). The resin was dried in vacuo then treated with 1%TFA-DCM for 30 min. The DCM solution
was decanted then the resin washed with DCM (3 x 5 ml); all DCM solutions were combined,
neutralised/dried over solid anhydrous K,CO3; and concentrated in vacuo to give the ketone 32ba’ as an
orange oil (57 mg, 0.177 mmol, 57% based on loading of chloromethylpolystyrene). The orange oil (54
mg, 0.166 mmol after characterisation) was taken-up in 10% conc. HCI-MeOH (5 ml) and heated to
reflux for 5 min. MeOH was removed in vacuo and the residue taken-up in DCM (50 ml) and
dried/neutralised over solid K,COs3; then concentrated in vacuo to give the benzo[b]furan 33ba'as a
yellow solid (41.5 mg, 0.158 mmol, 95%).

1 1. Frenette, R.; Friesen, R.W.; Tetrahedron Lett. 1994, 35, 9177



Crystal stucture of (5'-Bromophenyl-2'-tert-butyldimethylsiloxyphenyl)-[1,3]dithiane 24:



'H NMR spectra of 14-16, 28a—c, 29a—c and 32aa'—cc'
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1+4'—methylphenyl)phenyl-4—phenylbutan—2-one 15
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1D NMR plot paramaters
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—4—phenylbutan—2—-one 28a
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1-{5—~4",4" 5" 5" -Tetramethyl-1",3",2" —dioxabor olan-2'""—yl)-2'tert—butyldimethylsiloxyphenyl]

—3,3-dimethoxyacrylone 28b
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1{5—+4"'.4" 5" 5 -Tetramethyl-1",3",2""—dioxabor olan—-2'"'—yl)-2'—tert-butyldimethylsiloxyphenyl]
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5+4",4" 5" 5" -Tetramethyl-1",3",2"'—dioxabor olan-2"'—yl)-2—2'—phenylethyl)benzo[ b] furan 29a
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1{2'-M ethoxymethoxy-5'-4''—-methylphenyl)phenyl]-4—phenylbutan—2—one 32aa'
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1{2'-M ethoxymethoxy-5'—-4"'—-methoxyphenyl) phenyl]-4—phenylbutan—2—one 32ab’

000°€
Ll 2
G68° ¢

.........

760" ¢

.........

wdd i
..... | PR ST | e oyt
T ~

w2 /ZH B6666°66 WIZH

woswdd Ze64ZT0 WoWdd

2H 90°002- zd

wdd 00570~ aza

2H 0Z° 10LE T4

udd 05z 6 4a1d

ud 10'6€ X2

srstawered 10Td WWN dT

00°F 24

Q a9

ZH 0E'OD g1

0 ass

WA Mam

ZHW Z9TOOET 00F mm
89LTE

szelawered burssanoigd - Nm

ZHW 6BOKZET 00V 1035

°P 00°€- 11

2380 0T°6 1d

HT 120N

uuuuuuuuu 13 TENNYHD =m==wmwe==m==

295 000000T0°0 1a

A 0°862 i1

ossn 00°9 3a

sasn (08" 09 Ma

181 ou

035 YPFEZE6” T oy

ZH L3960SC°0 s3™aIa

2ZH SB9°tZZE HMS

Z sa

T SN

£T000 INIATOS

B9LZE ar

0ebz 90¥d1nd

£1 Teng uw § aHEO0¥d

0oxdp WAELISNI

16°€l [UWTL

S150€002 Ta3eg

sisjsweired uotTarstnboy - Z3

I ONDOHd

01 ONdXE

eBEENCD FWEN

sIsjsueIeg E3RQ IUIIIND




1-{2'-M ethoxymethoxy-5'—(4''—nitr ophenyl)phenyl]-4—phenylbutan—2-one 32ac'

ppm

SLL”
peL”
908"
118"
88"
9¢8°
IF8°
168"
868"
pLB®
9L8"
68"
0T6"
LZE”
FEG®
Pve”
066"
G86°
BEZ"
S6E"
61b”
per”
0SEF"
S9%°
569"
6L9°
r89-
ECLT
EQL”
TEL"
9eT”’
89T~
861"
8ce’
98¢"
A
8r8°
GG8"
TEG”®
966"
196"
FLE "
6LE"
9r0*
£€90°
L90"
8IT"
6CT"
9gt”
09T"
PLT®
6LT”

o
1
16
2

B223,.685 Ha

o

4.0
dpx4C0
.BO0 usec
6.00 usec
IH
9.20 usec
-3.00 4B
400.1324689 MHz

5 mm Dual 13

2g930
a2768
181
299.0 K
U.0lo00000

CoCl3

0.24992 ppm/cm

GamMa0da
250967 Ha
39.
99.99958 Hafcm

1.9923444 sec
1]

20030515
400.1300122 MHz
5
4

= Acquisirtion Parameters
= Processing parameters

E

EXPNOD
remeesssanes CHANNEL f] seesessssssss

Current Dacta Faramerers

1D NMA plot parameter
]

FROCNO
PULFROG

PROBHD
ID

Time
INSTRUM
SOLVENT
FPMCM

M

F2
Date
NS
os
SWH
RO
RG
oW
DE
e
1
RUC1
Pl
PLL
SFO1
E2
51
SF
WDW
558
LB
GB
PC
cx
F1p
Fl
PP
F2
B

H

e 1A A7
[ 0 —~FLE €
— T

- SET ¢
1=

=000"¢

ull

- £EF0°" L
— I = £66°0
—SI0°1
—.820°¢

N~V M MMM MM MO N NN NN NN NN NCNONONN




15

1{2'-M ethoxymethoxy-5'—(4''—-methylphenyl)phenyl]—4,4-dimethylacrylone 32ba’
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1{2'-M ethoxymethoxy-5'—<4'"'—-methoxyphenyl)phenyl]-4,4-dimethylacr ylone 32bb'
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1{2'-M ethoxymethoxy-5'—<4''—nitr ophenyl)phenyl]—-4,4-dimethylacr ylone 32bc'
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1{2'-M ethoxymethoxy-5'—-4"'—-methylphenyl) phenyl]—para—methoxyacet ophenone 32ca’
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1{2'-M ethoxymethoxy—-5'—-4"'—methoxyphenyl)phenyl]—para—methoxyacetophenone 32cb'
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1{2'-M ethoxymethoxy—-5'—-4"'—nitr ophenyl) phenyl]—para—methoxyacetophenone 32cc'
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'H NMR spectra of benzo[b]furans 33aa'—cc'

54" -M ethylphenyl)—2—(2'—phenylethyl)benzo[b]furan 33aa’
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5+4"'-M ethoxyphenyl)-2—2'—phenylethyl)benzo[b]fur an 33ab’
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5+4""—Nitrophenyl)—2—(2'—phenylethyl)benzo[b]furan 33ac'
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5+4"'-Methylphenyl)—2—(2',2'—dimethylethenyl)benzo[b]furan 33ba’
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54" —M ethoxyphenyl)—2—2',2'—dimethylethenyl)benzo[b]furan 33bb’
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5+4""-Nitrophenyl)-2—(2',2'-dimethylethenyl)benzo[b]furan 33bc'
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5+4"'-M ethylphenyl)—2—(4'-methoxyphenyl)benzo[b]furan 33ca’
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54" —Nitr ophenyl)—2—(4'—methoxyphenyl)benzo[b]furan 33cc'
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