1 Experimental and Supplementary Information

1.1 General information

Except stated otherwisell ahe experimentsvere conductedusing standard Schlenk line d@od
glovebox techniques under an inert atmosphere ohalR spectra wereecordedwith a Bruker

Avance Il spectrometef'H at 400 MHz,13C at101 MH32. The spectra are referenceslative to

residual protio solvent resonanc&emental analyses were performecEat e me nt a | Mi cr c
Ltd., Ok e h a mp tSolvents were driechby paksKge through a commercially available
solvent purification system and stored under argon in ampoules over 4 A molecular sieves.-Benzene
ds and THFds was purchased fromerck, dried over a potassium mirror before distilling and storage

over molecular sieves. [{SPPIAIK] 2 (IIl )M was prepared according teported procedures
Diphenylacetylene was purchased from Merck and sublimed,, me-p hheg h Yy 2et hwasy | ) s

purchased from Merck, degassed, and stoked 4 A molecular sievesr more than 16 hours prior

to usage.
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1.2. Synthetic procedures

Synt hd{Si8}rPad>((C( PhlK (1)

In a J Youngsic AMR. S5uime) p@add INAH @2 0. 0 MBI mMo0 ) 0
and di phenylimgc¢e Oy I0@6rednpiéhle) resul ti ng amber sol
°C for thheesudBya&MR spectdr tigueinmgdltiag i ve f or mat
new spéaei .|l ati |l eswaweaurnd t @movedul ting amber w
in toluene. The sl ow evaporat i ofna ifl itthet € d | tuhee
of yell ow .blYicenhgdk,boydsdGsabgbe saun yatbdlay fdrf Xractio
was sdlreoot eedhe obtai nkfrnalcad g alddiod|i i (1,s®BYy ds C,
712 4 H,8 8N7,%.3 .Foumld., A&7 . BN, BH NMRONMHz, 2QHE%) K,

iU 66 9&v, BH),, A6. 738 (ml),6 286.7084 () , 6 Ke p3t&r 6. 8 Hz,
4HHME) , 1J436.(&% ,HzMe) 12H, 2CHif) s, 148426 $&8CHzMe) 1 2 H,
0.33 (s ,Mebr pofrfeiH, NSIRMHz , 20808)U KII0Fi-CeH3) , 1(i€@s) |,
1460QH3)(, 2 (@eHs) , 41282612394 ,1 2A12)28 8CHAMe) , 1,2625. 3,
23. 8, HM®@).,6 1(6E)2,3(®Blie)ppm€ resonance Cwvasr abat etdse



T

@t
TAN Sl

asd

awa

v

9y — —_—

99°9

199

899

2w -

b9 —_—

v

68'9
06'9

. B
189 M
069

Wnﬁ.mﬁ

0021
Nery
€071

F ooy

Esgg
Nz
s

1.5

2.0

2.5

3.0

3.5

4.0

4.5

5.0

5.5

6.0

6.5

7.0

7.5

8.0

f1 (ppm)

(400

spe@8Ut KumCof

MdBeg) |

8§ MR

Fi gulls

9T —

TSt —

19°CC
vm.mNM
0€'ST—

60°9C
6L'LT /

P8TCT ~_
88T —F
[Ag ¥4} /
a0z

I

M)z , s ROt rKy m Co f

86'TET —

TEWT —
80'8bT
96'0ST —

90

-10

170 160 150 140 130 120 110 100 80
f1 (ppm)
Fi gu2'e€ {i$}

180

(101

S3

N MR



SyntheSiPHIPA-CCEC( Ph) CHBKMe

I nside a J YounRYydIMWR t2Bbeng,[ 0SIO®5 mmol ) was
de-benzene before thehahagitidodynyfl )tsriil metet I8 2 em
bright yetvlaawniscolowtiipcent t e. The reaciweeksmi xésu
in a dark red sol ut iHo nNMRw hsipcehc twaoss ceoxpaymiannedd dbeyc
transform iZnt &i agmpoemndg srtaay sdistuh & tagledroads fao rn eXd |
sl ow evaporation of the benzene solutionOat r .
mg ,1%.8 Anadd. CkhoNl KBH2, 735.31), C, 66.97; H, 8.7
H, 8.63;MHNNMR. 43902 ®aKnza@ndddle (7.1, 2pCHs)Hz, 1
7.110=(d, 5 HE), 4866 .91 ( shlzg) ,6 W3 .5675 ( MMe)4H,1IE87 (d
6.8 Hz, M&2H,11 BH2 ( mMead@H H3CBI00.9860 ( mMVie)l®H24CHKs,
9H,Me$i0. 04 ( Me) MEAXH] SMR (101 dMHen z &mM@WHK-CH:)(,

14 2i-CeHs)(, 1p3C2Hs)3, (1Q@H). ,7 1IGH). .7 Q). .5 IGHy). .6 1&H). .8 (
123CH3) ( 1@k 5 1QH). 1106. CPOTF 9G4S idNe( CEAME ,( 27 . 5
(CHMe , 26Me§ , ( ClAMe} , ( C2lAMe) , ( 2BMe) , ( TBH)4, (MMiep , ( &1L 7
( Mie) , OMe}l . ( Si
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| sol af{ff 8HNMA>(C( P h )eHl) XBH $iPNAPAIH) ¥3) K

In a J Youngs(c AMR. S5uime) p@add INA @2 0. 0 MBI mMo0 ) 0
and diphenyYmgceOylo86e mmél ), and the reswdting
°C for thrdaedhodg$ys HheNMR spectrum stil] i mplie
c o mp olusnedv er a | cont r acsrta mgge acnrdy sviea rgkbisnbd oreaele ploes g
frdame reacti on nmd «ltamadd .n gAtet ecnmpytsstaatl ods diftralcite o
from the crystalline materials was not succes:¢
di fcfti amg Rregptedrigheonr eoBfc i bar gdo wekleri®myqQo 99mag l
PhCCBRAMg,18m9gl under si mlllacwedntgsd adoimsmpdbluad o
anmi nor qu &rotriatsigeeasgd whotfalwhi ch coul d bformaXual
di ffraction anal ysilf.r cvthye x pt bdeitfipfhegr etha@ e s @ pa rsaot

umusccessful

Synt hdqiSdNag>-CCECEi MeCeHa) -K-{ { S1MAT (K} ]

| nsi ¥eumgds NMRP RRABAINM, 5[60F,i NO. 05 mmol ) was di s:
dsbenzene before thehaedhadgiteitdory Aognfg) & OB wederhoftl o 2
the bright wied Inoiw rsogli wpteitdre . The B®akCa bwmegenki x-
resulting in,awthahkNMEde samiunatoinon i3 exal e®iny
ar eacpdarofnoartm@@&Oe s ul t ed i n tdeer kprreesd ptéihtead ii dénn toift
crystalesvemdedaybyi Xfract icompadualdyhsei ss utpoe rmeat an
carefully decanted, and the residual red crys
beforendwvaedel d A& amhg, CaHGAIKNGENE41 98 1)579%;, 6
H, 88, N.,.%2 Fouon®l,% @b5% N, 8HNMR (400 MHz-dgi2 98K,
7.3VU=(a@, dJHz7. 2 HzHA)2H,B6AIMDL X ¢d3)C 6JI617 (2, Hz,
AleBsALl) KI.34 928H( HZe) , 11 2B22H m, &) , 1 .J6 9 86H zddH,

CHVe) , 10 .0881H,nmHKe) 0. 6@. 55 ( mHy) 4. HL,® .S3 32 4, mV®) -

0. 460H,( M) 'H resonance -BHwasehat e!dBl@diMRE d.101 MHz
298K,-dg)NHRB 6. 74, $46U45145. @an@is), 9 1 BATCHIA), 1D2

(A CsHsA), 1 @ndCeH9), 1 andCEHs), 1 CeH?) ,( 1M@H3)7 ( METHY, 119. 1
(p-CeHz), 2GH Mg, 26HMeg, PDRGHMe, 2GHMe, 2 4(MBYH 2(4CMBR),

2 4 ( TMe), 2(3CvB2), & 3 (M=h 2(3CNe), 2 (3CNb=), 2(3CMe), 13.6
( €H), 1(3 €), 0(. Mig), -03 M®i-07 M&;j-09 M&i-1.(2Mie). °C
resomcanacel| aGwads tnoo tAlobser ved.
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