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Table 1 
Photosubstituticra quantum yields for W(C0)&*W(C0)5( l-hexene) in tbe soknt system iso- 
octane- 1 -hexene ( 2: I) 

k Quantum yields 

313 nmb 365 nmb 436 nmb 457.9 nmb 488.0 wmb 

Pyridine N2 
02 

Piperidine I$ 
02 

0.4S(0.02)3 0.54(0.02)‘3 0.63(0.04)Lo 0.42 (0.04)‘3 0.23(0.02)14 
0.52(0.03)4 0.55(0.03)‘~ 0~%(0.06)~ 0.22(0.01)4 

0.48(0.03)” O.53(O.O2)6 0.3s(o.or)4 
0.47(0.02)3 0.51(0.02)5 0.51(0.02)5 0.3S(O.O2)’ 

D Concentrations of reactants are between 1.5 x lo-’ and 6.5 x 10s4 . Light intensities are between 
3 x lOBi and 2 x 10T6 einstein s- I. Numbers in parentheses represent standard deviations. Superscripts 
represent the numbers of trials. b Wavelengths are *2 nm. 

ducts in solvents where t 

between the singlet and triplet regions 
ly complex to make it a good test system 

diagnostic vahbles. 

2.1. Overview 

energy excited state potential minima 
these processes. 



12% et al. [9] suggest a con cwl two~~i~~~s~Q~~~ diagram as the way to 
in the short time domain. repselmts prcrilgt dissociation of a bond. 

denotes vibrational relaxation back to the ground state. The IO-1 ps time scale of process 
the outer limits of the time scales fos co~~t~t~o~ among pmcesses A and wbicch provick for ~~~t~~ 
pathways such as are observed in the case of W(CO)&. 
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3. 



and maxima for transitions in W(W)& determined from deconvolution of spectral bands 

Solvents Band maxima (+2 nm) 

Iso-octane 352 388 404 8 388 410 
Iso-octane-1-hexeeue 352 388 404 8 388 410 

354 388 404 448 388 409 
CC&-1 -hexene 354 386 405 44s 388 489 
C&I,- 1-hexene 344 382 402 5 385 408 
CHCl,-1-hexene 336 384 404 0 389 407 
CH,Cl,-1 -hexene 336 380 400 0 386 406 

a Mixed solvents are in 2:1 ratio with I-hexene. 

nsition is the lower coupon 

band have not 
tal character as 

there is no eorre 



Solvent Soheent parametersa 

0 VI 313 nm 365 nm 436 la 
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Fig. 3. Quantum yield vs. fluidity at 313 nrn irradiation ( ) and at 457.9 nm irradiation ( 
for 313 mn data obtained from linear regression is: ~P=O.121(q’)-~ +0.474, with ?=0.9903. 

two redaacedparametess. 
(ref) is chosen as 



Constant 365 nm 

a 0. 
b 0. 
c 0. 

a Constants are reported as constant +95% c~~~~e~ee range d 
and Student’s t distribution; a: toe ient of reduced fluidity; 6: 
c: intercep. 
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