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General information 

All anhydrous reactions were performed in oven dried glassware under a nitrogen atmosphere. 

Unless otherwise noted, all solvents and reagents were obtained from commercial sources and 

used without further purification. NMR yields were obtained by using dimethyl terphthalate as 

an internal standard in a CDCl3 solution. Chromatographic purification was performed using 

silica gel (60 Å, 32ï63 ɛm). NMR spectra were recorded in CDCl3 using a JEOL ECA 400 

spectrometer (400 MHz for 
1
H, 100 MHz for 

13
C, and 376.5 MHz for 

19
F) and JEOL ECA 

spectrometer (500 MHz for 
1
H, 125 MHz for 

13
C, and 470 MHz for 

19
F). Coupling constants, J, 

are reported in hertz (Hz) and multiplicities are listed as singlet (s), doublet (d), triplet (t), quartet 

(q), quintet (quint), doublet of doublets (dd), triplet of triplets (tt), multiplet (m), etc. High 

Resolution Mass Spectra were acquired on a Thermo Fisher Scientific LTQ Orbitrap XL MS 

system.  Low Resolution Mass Spectrometry was accomplished using Gas Chromatography on a 

Shimadzu GC2010-QP2010S instrument. 



S3 

 

Kinetic data for different phosphine ligands 

 

 

To a prepared solution of Pd2dba3·CHCl3 (5 mol %) and designated ligand (see above and Chart; 

20 mol %) in CDCl3 (0.1 M) was added pentadienyl dienoate 9 (20 mg, 0.072 mmol) at ambient 

temperature.  
1
H NMR spectra were obtained upon dissolution of the reagents and subsequent 

1
H 

NMR spectra were obtained every 90 minutes.  The formation of the product 10 was monitored 

and plotted versus time in Chart S1. 

 

 

Chart S1. Formation of product 10 using different phosphine ligands 
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Experimental procedures and characterization of pentadienyl dienoates 

 

Penta-1,4-dien-3-yl (2E,4E)-hexa-2,4-dienoate (13) 

To an ice-cooled solution of DCC (0.83 g, 4.0 mmol) in THF (15 mL) were sequentially added 

sorbic acid (0.50 g, 2.8 mmol), 1,4-pentadien-3-ol (6e, 0.34 mL, 3.4 mmol) and DMAP (70 mg, 

0.57 mmol). The reaction was allowed to warm to room temperature for 18 hours before it was 

filtered through Celite
® 

and washed with hexane. The filtrate was concentrated and purified via 

silica gel chromatography (95:5, hexanes/EtOAc) to yield ester 13 (0.42 g, 82%) as a colorless 

oil. Rf = 0.78 (88:12, hexanes/EtOAc). 

1
H NMR  (500 MHz, CDCl3) ŭ 7.31 ï 7.26 (m, 1H), 6.23 ï 6.11 (m, 1H), 5.91 ï 5.83 (m, 3H), 

5.80 ï 5.77 (m, 2H), 5.30 (dt, Jd = 17.0 Hz, Jt = 1.5 Hz, 2H), 5.22 (dt, Jd = 10.0 Hz, Jt = 1.0 Hz, 

2H), 1.86 (d, J = 6.0 Hz, 3H) ppm. 

13
C NMR (100 MHz, CDCl3) ŭ 166.3, 145.5, 139.7, 135.3 (2C), 129.8, 118.9, 117.4 (2C), 74.8, 

18.8 ppm.  

HRMS (APCI) : calcd. for [C11H14O2+H]
+
: 179.1067, found: 179.1066.  
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Experimental procedures and characterization of dienoic acids  

 

(E)-Ethyl 4-methylpenta-2,4-dienoate (S3) 

Following a previously reported procedure, ester S3 was synthesized as a light yellow oil, (1.2 g, 

70%). Rf = 0.40 (95:5, hexanes/EtOAc).
 1
H and 

13
C NMR are consistent with literature reports.

i
 

1
H NMR  (500 MHz, CDCl3) ŭ 7.35 (d, J = 16.0 Hz, 1H), 5.86 (d, J = 16.0 Hz, 1H), 5.36 ï 5.32 

(m, 2H), 4.21 (q, J = 7.2 Hz, 2H), 1.88 (dd, J = 1.4, 0.8 Hz, 3H), 1.30 (t, J = 7.1 Hz, 3H) ppm. 
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(E)-4-Methylpenta-2,4-dienoic acid (5d) 

Following a previously reported procedure, acid 5d was synthesized as an off-white solid, (71 

mg, 90%), Rf = 0.55 (50:50, hexanes/EtOAc, large streak).
 1

H and 
13

C NMR are consistent with 

literature reports.
i 

1
H NMR  (500 MHz, CDCl3) ŭ 7.45 (d, J = 15.7 Hz, 1H), 5.88 (d, J = 15.7 Hz, 1H), 5.41 (s, 1H), 

5.40 (s, 1H), 1.91 (d, J = 1.0 Hz, 3H) ppm. 
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(E)-4-(p-Tolyl)penta-2,4-dienoic acid (5e) 

To a solution of trans-3-(4-methylbenzoyl)acrylic acid (S4, 1.0 g, 5.2 mmol) and 

methyltriphenylphosphonium bromide (2.8 g, 7.9 mmol) at ī78 °C in THF (70 mL) was added 

dropwise a solution of potassium tert-butoxide (1.1 g, 10 mmol) in THF (12 mL). The reaction 

mixture was allowed to warm gradually to room temperature for 2.5 hours and turned from 

yellow to dark orange. The mixture was quenched with water at 0 °C, acidified with 10% 

aqueous HCl to a pH å 3 and extracted 3× with EtOAc. The combined organic layers were dried 

using Na2SO4 and concentrated. Purification via silica gel chromatography (95:5, 

hexanes/EtOAc) yielded acid 5e (299 mg, 31%) as a yellow oil. Rf = 0.79 (95:5, 

hexanes/EtOAc). This compound was found to be unstable at room temperature for several hours 

and it was taken directly to the next reaction. Due to the instability, HRMS data was not obtained 

and the NMR spectra contained moderate solvent impurities.  These impurities were taken into 

account when determining the yield of 5e. 

1
H NMR  (400 MHz, CDCl3) ŭ 7.62 (d, J = 15.9 Hz, 1H), 7.18 (s, 4H), 5.86 (d, J = 15.8 Hz, 1H), 

5.64 (s, 1H), 5.54 (s, 1H), 2.35 (s, 3H) ppm. 

13
C NMR  (100 MHz, CDCl3) ŭ 172.4, 148.3, 146.2, 138.0, 135.4, 129.2 (2C), 128.2 (2C), 124.9, 

120.7, 21.3 ppm. 
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Methyl 2-((methylsulfonyl)oxy)cyclopent-1-enecarboxylate (S6) 

Following a previously reported procedure, mesylate S6 was synthesized as a brown oil (434 mg, 

40% yield). Rf = 0.29 (70:30, hexanes/EtOAc). 
1
H and 

13
C NMR are consistent with literature 

reports.
ii
 

1
H NMR  (500 MHz, CDCl3) ŭ 3.74 (s, 3H), 3.25 (s, 3H), 2.80 (tt, J = 8.0, 2.7 Hz, 1H), 2.64 (tt, J 

= 7.7, 2.6 Hz, 2H) 1.97 (quint, J = 7.8 Hz, 2H) ppm. 
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Methyl 2-vinylcyclopent-1-ene-1-carboxylate (S7) 

To a solution of LiBr (356 mg, 4.1 mmol) and Pd(PPh3)4 (316 mg, 0.27 mmol) in THF (17 mL) 

was added a solution of methyl 2-((methylsulfonyl)oxy)cyclopent-1-ene-1-carboxylate (S6, 600 

mg, 2.7 mmol) and vinyltributylstannane (1.6 mL, 5.9 mmol) in THF (10 mL) under an 

atmosphere of N2. The solution was heated in a microwave reactor at 90 °C for 24 h, cooled to 

room temperature, diluted with CH2Cl2 and washed with water. The aqueous layer was back 

extracted with CH2Cl2, and the combined organic layers were washed with 10% NH4OH 

solution, water and saturated aqueous NaCl, dried over Na2SO4 and concentrated. Purification 

via silica gel chromatography (97:2, hexanes/diethyl ether) yielded ester S7 (250 mg, 60%) as a 

colorless oil. Rf = 0.52 (90:10, hexanes/EtOAc). 
1
H and 

13
C NMR are consistent with literature 

reports.
iii

 

1
H NMR  (400 MHz, CDCl3) ŭ 7.51 (dd, J = 17.6, 10.8 Hz, 1H), 5.44 ï 5.38 (m, 2H), 3.74 (s, 

3H), 2.72 ï 2.65 (m, 4H), 1.86 (quint, J = 7.6 Hz, 2H) ppm. 
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2-Ethenyl-1-cyclopentenecarboxylic acid (5g) 

Following a previously reported procedure, acid 5g was synthesized as an off-white solid (38 

mg, 83% yield). Rf = 0.90 (89:10:1, hexanes/EtOAc/AcOH). 
1
H and 

13
C NMR are consistent 

with literature reports.
iv  

1
H NMR  (400 MHz, CDCl3) ŭ 12.24 (bs, 1H), 7.56 (dd, J = 17.6, 10.8 Hz, 1H), 5.47 (dt, Jd = 

17.6 Hz, Jt = 0.6 Hz, 1H), 5.44 (d, J = 10.8 Hz, 1H), dtd (Jd = 9.8, 1.6, Jt = 7.8, 4H), 1.89 (quint, 

J = 7.7 Hz, 2H) ppm. 
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Experimental procedures and characterization of pentadienyl groups 

 

Penta-1,4-dien-3-yl acetate (6a) 

Following a previously reported procedure, acetate 6a was synthesized as a colorless liquid, (1.6 

g, 64%). Rf = 0.44 (80:20, hexanes/EtOAc). 
1
H and 

13
C NMR are consistent with literature 

reports.
v
 

1
H NMR  (400 MHz, CDCl3) ŭ 5.83 (ddd, J = 17.0, 10.5, 6.0 Hz, 2H), 5.69 (tt, J = 6.0, 1.2 Hz, 

1H), 5.29 (dt, Jd = 17.1 Hz, Jt = 1.1 Hz, 2H), 5.22 (dt, Jd = 10.5 Hz, Jt = 1.2 Hz, 2H), 2.09 (s, 3H) 

ppm. 
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Methyl penta-1,4-dien-3-yl carbonate (6b) 

Following a previously reported procedure, carbonate 6b was synthesized as a yellow liquid, 

(202 mg, 36%). Rf = 0.30 (80:20, hexanes/EtOAc). 
1
H and 

13
C NMR are consistent with 

literature reports.
vi
 

1
H NMR  (500 MHz, CDCl3) ŭ 5.90 ï 5.82 (m, 2H), 5.52 (tt, J = 6.3, 1.2 Hz, 1H), 5.35 (dt, Jd = 

17.2, Jt = 1.2 Hz, 2H), 5.27 (dt, Jd = 10.5, Jt = 1.2 Hz, 2H), 3.79 (s, 3H) ppm. 
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Penta-1,4-dien-3-yl benzoate (6c) 

Benzoyl chloride S9 (5.2 mL, 45 mmol), Et3N (6.3 mL, 45 mmol) and DMAP (183 mg, 1.5 

mmol) were sequentially added slowly to a precooled solution of 1,4-pentadien-3-ol (6e, 1.5 mL, 

15 mmol) in CH2Cl2 (33 mL) at 0 °C. After stirring for 18 hours at room temperature, the 

reaction was quenched with saturated NH4Cl solution, washed with hexane and extracted with 

CH2Cl2. The organic layers were combined, dried using Na2SO4 and concentrated. Purification 

via silica gel chromatography (90:10, hexanes/EtOAc) yielded benzoate 6c (1.4 g, 48%) as a 

colorless liquid. Rf = 0.18 (90:10, hexanes/EtOAc). 
1
H and 

13
C NMR are consistent with 

literature reports.
xii

 

1
H NMR  (400 MHz, CDCl3) ŭ 8.10 ï 8.08 (m, 2H), 7.57 (t, J = 7.4 Hz, 1H), 7.45 (t, J = 7.7 Hz, 

2H), 6.01 ï 5.92 (m, 3H), 5.43 ï 5.38 (m, 2H), 5.29 (d, J = 9.6 Hz, 2H) ppm. 

13
C NMR (100 MHz, CDCl3) ŭ 165.6, 135.1 (2C), 133.1, 130.4, 129.8 (2C), 128.5 (2C), 117.7 

(2C), 75.6 ppm. 

HRMS (APPI) calcd. for [C12H12O2+H]
+
: 189.0913, found: 189.0909. 
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Penta-1,4-dien-3-yl 4-trifluoromethylbenzoate (6d) 

To a solution of 1,4-pentadien-3-ol 6e (0.25 mL, 2.6 mmol) in CH2Cl2 (26 mL) precooled to 

0 °C, were sequentially added 4-(trifluoromethyl)benzoyl chloride (S10, 0.4 mL, 2.6 mmol), 

Et3N (1.1 mL, 7.7 mmol) and DMAP (31 mg, 0.25 mmol). After stirring for 18 hours at room 

temperature, the reaction was quenched with saturated NH4Cl solution, washed with hexane and 

extracted with CH2Cl2. The organic layers were combined and dried using Na2SO4 and 

concentrated. Purification via silica gel chromatography (90:10, hexanes/EtOAc) yielded 

benzoate 6d (529 mg, 83%) as a faint yellow liquid. Rf = 0.82 (80:20, hexanes/EtOAc). 

1
H NMR  (400 MHz, CDCl3) ŭ 8.19 (d, J = 8.2 Hz, 2H), 7.71 (d, J = 8.2 Hz, 2H), 6.01 ï 5.92 (m, 

3H), 5.44 ï 5.38 (m, 2H), 5.31 (d, J = 9.6 Hz, 2H) ppm. 

13
C NMR (100 MHz, CDCl3) ŭ 164.4, 134.8 (2C), 134.5 (q, JC-F = 45 Hz, 1C), 133.7, 130.2 

(2C), 125.5 (q, JC-F = 4.0 Hz, 2C), 123.7 (q, JC-F = 272 Hz, 1C), 118.1 (2C), 76.3 ppm. 
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19
F NMR (376.5 MHz, CDCl3) ŭ -63.00 (s, 3F) ppm. 

HRMS (APPI) calcd. for [ C13H11O2F3]
+
: 256.0711, found: 256.0706. 
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(E)-5-Bromo-1,3-diene (7a) 

To a stirred solution of 1,4-pentadien-3-ol (6e, 0.50 mL, 5.1 mmol) in pentane (0.4 mL) at 0 °C, 

was added HBr (0.5 mL, 9.2 mmol, 48%) dropwise. After stirring for 4 hours at room 

temperature, the reaction mixture was diluted with diethyl ether, quenched with a saturated, 

aqueous sodium bicarbonate solution, extracted with diethyl ether and dried over Na2SO4. The 

solution was concentrated and purified via silica gel chromatography (pentane) to give 7a (183 

mg, 24%) as a colorless liquid.  The impurities were taken into account when determining the 

yield of 7a. Rf = 0.90 (80:20, hexanes/EtOAc).
 
The product is a mixture of two diastereomers in 

a 10:1 ratio. Only the major, E diastereomer, was fully characterized. 
1
H and 

13
C NMR are 

consistent with literature reports.
vii

   

1
H NMR  (400 MHz, CDCl3) ŭ 6.38 ï 6.26 (m, 2H), 5.89 (dt, Jd = 13.6, Jt = 7.8 Hz, 1H), 5.30 ï 

5.26 (m, 1H), 5.17 (dd, J = 9.3, 1.7 Hz, 1H), 4.03 (d, J = 8.0 Hz, 2H) ppm. 
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(1E)-1-Phenylpenta-1,4-dien-3-ol (6f) 

Vinyl magnesium bromide (0.7 M in THF, 13 mL, 9.1 mmol) was added dropwise to a precooled 

solution of trans-cinnamaldehyde S11 (0.95 ml, 7.6 mmol) in THF (10 mL) at 0 °C. The reaction 

mixture was allowed to warm to room temperature and stirred for 4 hours before it was  

quenched with saturated NH4Cl solution and extracted with ethyl acetate. The organic layers 

were combined, dried using MgSO4, and filtered. The solution was concentrated and purified via 

silica gel chromatography (80:20, hexanes/EtOAc) which yielded alcohol 6f (938 mg, 86%) as a 

yellow oil. Rf = 0.26 (80:20, hexanes/EtOAc).
 1

H and 
13

C NMR are consistent with literature 

reports.
viii

 

1
H NMR  (400 MHz, CDCl3) ŭ 7.41 ï 7.39 (m, 2H), 7.34 ï 7.30 (m, 2H), 7.25 (t, J = 7.0 Hz, 

1H), 6.62 (d, J = 16.0 Hz, 1H), 6.24 (dd, J = 16.0, 6.4 Hz, 1H), 5.98 (ddd, J = 16.8, 10.5, 5.9 Hz, 

1H), 5.35 (dt, Jd = 17.5, Jt = 1.4 Hz, 1H), 5.21 (dt, Jd = 10.3, Jt = 1.1 Hz, 1H), 4.82 (t, J = 6.4 Hz, 

1H), 1.75 (bs, 1H) ppm. 

13
C NMR (100 MHz, CDCl3) ŭ 139.3, 136.7, 130.9, 130.4, 128.7 (2C), 127.9, 126.7 (2C), 115.6, 

73.9 ppm. 
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(E)-1-Phenylpenta-1,4-dien-3-yl acetate (6g) 

Acetic anhydride (0.45 mL, 4.3 mmol) was added dropwise to a solution of DMAP (0.95 g, 0.78 

mmol) and (E)-1-phenylpenta-1,4-dien-3-ol (6f, 0.55 g, 3.5 mmol) in CH2Cl2 (7.1 mL) at 0 °C. 

The reaction mixture was allowed to warm to room temperature and stirred for 24 hours before it 

was concentrated under reduced pressure and purified via silica gel chromatography (97:3, 

hexanes/EtOAc) to yield acetate 6g (168 mg, 53%) as a yellow oil. Rf = 0.56 (97:3, 

hexanes/EtOAc).
 1
H and 

13
C NMR are consistent with literature reports.

ix
 

1
H NMR  (400 MHz, CDCl3) ŭ 7.32 ï 7.21 (m, 3H), 7.19 ï 7.15 (m, 2H), 6.56 (d, J = 16.0 Hz, 

1H), 6.25 ï 6.12 (m, 1H), 6.10 (dd, J = 16.0, 6.8 Hz, 1H), 5.89 ï 5.74 (m, 1H), 5.30 ï 5.26 (m, 

1H), 5.20 ï 5.17 (m, 1H), 2.03 (s, 3H) ppm. 
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Methyl cyclohexa-1,3-diene-1-carboxylate (S13) 

Following a previously reported procedure, ester S13
x
 was synthesized as a colorless oil, (350 

mg, 30%). Rf = 0.38 (75:25, hexanes/EtOAc). 
1
H and 

13
C NMR are consistent with literature 

reports.
x
  This compound was prone to air oxidation to methyl benzoate so it was moved forward 

synthetically prior to complete removal of the solvent. 

1
H NMR (400 MHz, CDCl3) ŭ 7.00 ï 6.96 (m, 1H), 6.10 (dt, Jd = 8.6, Jt = 4.3 Hz, 1H), 6.01 

(ddt, Jd = 9.5, 5.5, Jt = 1.8 Hz, 1H), 3.71 (s, 3H), 2.48 ï 2.37 (m, 2H), 2.29 ï 2.21 (m, 2H) ppm. 
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1,3-Cyclohexadiene-1-methanol (S14) 

DIBAL -H in toluene (1.2 M, 4.1 mL, 5.0 mmol) was added to ester S13 (350 mg, 2.5 mmol) in 

THF (10 mL) at ī78 °C. The reaction was allowed to warm to room temperature and stirred 

overnight. The reaction mixture was filtered through Celite
®
, acidified with 10% aqueous HCl, 

extracted with diethyl ether, and dried using Na2SO4. The solution was concentrated and purified 

via silica gel chromatography (80:20, hexanes/EtOAc) to give (197 mg, 72%) of alcohol S14. Rf 

= 0.19 (80:20, hexanes/EtOAc). 
1
H and 

13
C NMR are consistent with literature reports.

xi
 This 

compound was prone to air oxidation to benzyl alcohol so it was moved forward synthetically 

prior to complete removal of solvent. The impurities were taken into account when determining 

the yield of S14. 

1
H NMR  (400 MHz, CDCl3) ŭ 5.94 ï 5.87 (m, 2H), 5.77 (dt, Jd = 9.0, Jt = 4.0 Hz, 1H), 4.11 (s, 

2H), 3.4 (s, OH), 2.26 ï 2.13 (m, 4H) ppm. 
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Cyclohexa-1,3-dien-1-ylmethyl acetate (7e) 

To a solution of alcohol S14 (274 mg, 2.5 mmol) in CH2Cl2 (25 mL) was added acetic anhydride 

(0.25 mL, 2.5 mmol) and DMAP (61 mg, 0.5 mmol) at 0 °C. After stirring for 18 hours at room 

temperature, the reaction was diluted with CH2Cl2 and washed with water. The aqueous layer 

was back extracted with CH2Cl2, and the combined organic layers were dried using Na2SO4 and 

concentrated to give acetate 7e (171 mg, 45%) as a yellow liquid. Rf = 0.65 (90:10, 

hexanes/EtOAc). Due to the instability, HRMS data was not obtained. 

1
H NMR  (400 MHz, CDCl3) ŭ 5.92 ï 5.89 (m, 2H), 5.81 ï 5.77(m, 1H), 4.55 (s, 2H), 2.25 ï 2.10 

(m, 4H), 2.09 (s, 3H) ppm. 

13
C NMR (100 MHz, CDCl3) ŭ 171.1, 132.8, 126.6, 123.9, 122.2, 67.7, 23.6, 22.6, 21.1 ppm. 
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(2-Vinylcyclopent-1-en-1-yl)methanol (S15) 

DIBAL -H in toluene (1.2 M, 1.0 mL, 1.2 mmol) was added to ester S7 (88 mg, 0.58 mmol) in 

THF (5.8 mL) at ī78 °C. The reaction was warmed to room temperature. After stirring for 4 

hours the reaction mixture was quenched first with Na2SO4·10H2O until bubbling ceased and 

then with saturated NH4Cl solution, extracted with diethyl ether, and dried using Na2SO4. The 

solution was concentrated and purified via silica gel chromatography (80:20, pentane/diethyl 

ether) to give alcohol S15 (53 mg, 75%) as a yellow oil. Rf = 0.31 (80:20, hexanes/EtOAc). 

1
H NMR  (500 MHz, CDCl3) ŭ 6.70 (dd, J = 17.2, 10.7 Hz, 1H), 5.14 ï 5.10 (m, 2H), 4.31 (s, 

2H), 2.56 (t, J = 7.4 Hz, 2H), 2.52 (t, J = 7.6 Hz, 2H), 1.87 (quint, J = 7.5 Hz, 2H) ppm. 

13
C NMR (125 MHz, CDCl3) ŭ 140.3, 137.5, 130.3, 115.0, 58.8, 35.2, 32.8, 21.5 ppm. 

HRMS (ESI) calcd. for [C8H12O+H]
+
: 125.1901, found: 125.0966. 
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(2-Vinylcyclopent-1-en-1-yl)methyl acetate (7d) 

To a solution of alcohol S15 (20 mg, 0.16 mmol) and triethylamine (45µL, 0.32 mmol) in 

CH2Cl2 (1.6 mL) was added acetic anhydride (19 µL, 0.19 mmol) and DMAP (2.0 mg, 0.016 

mmol) at 0 °C. After stirring for an hour at room temperature, the reaction was diluted with 

diethyl ether and washed with water. The aqueous layer was back extracted with diethyl ether, 

and the combined organic layers dried using Na2SO4 and concentrated. Purification via silica gel 

chromatography (95:5, pentane/diethyl ether) yielded acetate 7d (15 mg, 56%) as a yellow oil. Rf 

= 0.76 (80:20, hexanes/EtOAc). 

1
H NMR  (500 MHz, CDCl3) ŭ 6.70 (dd, J = 16.8, 11.1 Hz, 1H), 5.17 (d, J = 16.7 Hz, 1H), 5.16 

(d, 11.0 Hz, 1H), 4.76 (s, 2H), 2.55 ï 2.50 (m, 4H), 2.06 (s, 3H), 1.88 (quint, J = 7.6 Hz, 2H) 

ppm. 

13
C NMR (125 MHz, CDCl3) ŭ 171.2, 139.8, 135.3, 130.0, 115.8, 60.4, 35.5, 32.7, 21.4, 21.0 

ppm. 

HRMS (ESI) calcd. for [C10H14O2+H]
+
: 167.2273, found: 167.1072. 

 



S29 

 

 

 



S30 

 

Experimental procedures for single component decarboxylative coupling 

 

(6E/Z,8E)-Methyl 6-allylideneundeca-8,10-dienoate (10) 

To a microwave vial was added diene 9 (40 mg, 0.14 mmol)
xii

 and water (2.7 µL, 0.15 mmol) in 

CH2Cl2 (2 mL). Tetrakis-(triphenylphosphine) palladium (16 mg, 0.014 mmol) was added and 

the vial was sealed and purged with N2. The mixture was a bright orange color. After 24 hours at 

room temperature, the mixture was a turbid yellow color. The reaction was concentrated and 

purified via silica gel chromatography (97:3, hexanes/EtOAc) to yield tetraene 10 (22 mg, 76%) 

as a yellow oil. Scale-up beyond 100 mg resulted in decreased yields; however, when eight vials 

were run simultaneously and purified together, the yield remained around 70%. Rf = 0.90 (90:10, 

hexanes/EtOAc). Spectral data matched those previously reported.
xii

 

E Diastereomer: 

1
H NMR  (400 MHz, CDCl3) ŭ 6.71 ï 6.52 (m, 2H), 6.11 (t, J = 11.6 Hz, 1H), 5.87 (d, J = 11.0 

Hz, 1H), 5.44 (q, J = 8.2 Hz, 1H), 5.23 (dd, J = 16.9, 1.9 Hz, 1H), 5.13 (ddd, J = 16.5, 5.8, 2.1 

Hz, 2H), 5.02 (ddd, J = 10.0, 6.1, 2.0 Hz, 1H), 3.67 (s, 3H), 2.93 (d, J = 7.7 Hz, 2H), 2.32 (td, Jt 

= 7.5, Jd = 3.3 Hz, 2H), 2.18 (t, J = 7.8 Hz, 2H), 1.74 ï 1.61 (m, 2H), 1.47 ï 1.40 (m, 2H) ppm. 

Z Diastereomer:  

1
H NMR  (400 MHz, CDCl3) ŭ 6.72 ï 6.50 (m, 2H), 6.03 (t, J = 11.15 Hz, 1H), 5.87 (d, J = 10.9 

Hz, 1H), 5.34 (q, J = 7.5 Hz, 1H), 5.23 (dd, J = 1.4, 16.9 Hz, 1H), 5.16 ï 5.08 (m, 2H), 5.02 (m, 

1H), 3.67 (s, 3H), 3.06 (d, J = 6.9 Hz, 2H), 2.32 (m, 2H), 2.06 (t, J = 7.4 Hz, 2H), 1.65 ï 1.60 

(m, 2H), 1.47 ï 1.40 (m, 2H) ppm.  
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(6E)-4-Ethylnona-1,3,6,8-tetraene (12) 

Dienoate 11 (40 mg, 0.17 mmol)
xii

 was added to a small vial with CH2Cl2 (2 mL) after which 

tetrakis-(triphenylphosphine) palladium (19.7 mg, 0.017 mmol) was added.  The vial was sealed 

and purged with N2.  When initially prepared, the solution was a dark orange color, but after 24 

hours, it was a light yellow color.  At this time, the reaction was concentrated and purified via 

silica gel chromatography (hexanes) to yield ethyl tetraene 12.  The yield was inconsistent due to 

the extreme volatility of the product which made removing solvent difficult.
xii

 

Diastereomer A: 

1
H NMR (500 MHz, CDCl3) ŭ 7.18 (d, J = 11.5 Hz, 1H), 6.68 (ddd, J = 10.3, 11.3, 16.8 Hz, 1H), 

5.89 (ddd, J = 5.8, 10.3, 16.6 Hz, 2H), 5.84 ï 5.78 (m, 1H), 5.59 (dd, J = 1.1, 16.6 Hz, 1H), 5.47 

(dd, J = 1.1, 10.3 Hz, 1H), 5.37 ï 5.31 (m, 2H), 5.27 ï 5.23 (m, 2H), 2.46 (q, J = 7.4 Hz, 2H), 

1.06 (t, J = 7.4 Hz, 3H) ppm. 
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Diastereomer B: 

1
H NMR  (500 MHz, CDCl3) ŭ 7.31 ï 7.22 (m, 1H), 6.38 (d, J = 11.5 Hz, 1H), 5.89 (ddd, J = 5.8, 

10.3, 16.6 Hz, 2H), 5.84 ï 5.78 (m, 1H), 5.40 (dd, J = 1.7, 17.1 Hz, 1H), 5.37 ï 5.31 (m, 3H), 

5.27 ï 5.23 (m, 2H), 2.38 (q, J = 7.4 Hz, 2H), 1.09 (t, J = 7.5 Hz, 3H) ppm. 

 

 

(6E,8E)-Deca-1,3,6,8-tetraene (8a) 

To a microwave vial with dienoate 13 (11 mg, 0.063 mmol) and water (1.25 µL, 0.07 mmol) in 

CDCl3 (1.5 mL) was added tetrakis-(triphenylphosphine) palladium (7.3 mg, 0.0063 mmol) and 

the vial was sealed and purged with N2. The mixture was stirred at room temperature for 24 

hours and then transferred to a vial containing dimethylterphthalate (2.6 mg, internal standard). 

Quantitative 
1
H NMR analysis of this mixture shows the formation of tetraene 8a (5%, using 

Equation 1) in addition to the rearranged ester 20.  The spectral data for (6E,8E)-deca-1,3,6,8-

tetraene, 8a is provided below for the two component reaction. 

 

[See compound 8h/8i/8j for an example using Equation 1.] 

Experimental procedures for two component decarboxylative coupling 

General Procedure: A microwave vial with dienoic acid 5 (1.0 equiv), pentadienyl substrate 6 

(1.2 equiv) and water (1.1 equiv) in CDCl3 (0.1 M) was capped with a septum, and purged with 

N2. Tris(dibenzylideneacetone)dipalladium(0)-chloroform adduct (5 mol %) and PPh3 (20%) 

were dissolved in  CDCl3 (0.1 mL) and added to the mixture. The mixture was left at room 

temperature under a balloon of N2 for 48 hours. The solution was concentrated and purified via 

silica gel chromatography using pentane. 
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(6E,8E)-Deca-1,3,6,8-tetraene (8a) 

Following the general procedure, tetraene 8a was synthesized as a colorless solution in CDCl3 

(40% 
1
H NMR yield). Rf (mixture of diastereomers) = 0.78 (hexanes). The product is a mixture 

of two diastereomers in a 10:1 ratio. Only the major, all-E diastereomer, was fully characterized. 

1
H NMR  (500 MHz, CDCl3) ŭ 6.63 (dddd, J = 16.9, 11.2, 10.2, 1.1 Hz, 1H), 6.07 ï 5.99 (m, 

3H), 5.64 ï 5.58 (m, 1H), 5.57 ï 5.50 (m, 1H), 5.47 ï 5.42 (m, 1H), 5.23 (dd, J = 16.8, 2.0 Hz, 

1H), 5.12 (d, J = 10.2 Hz, 1H), 3.07 (t, J = 7.5 Hz, CH2 minor isomer), 2.95 (t, J = 7.1 Hz, 2H), 

1.73 (d, J = 6.0 Hz, 3H) ppm. 

13
C NMR (125 MHz, CDCl3) ŭ 132.1, 131.4, 131.1, 129.9, 129.8, 129.1, 127.8, 117.7, 30.8, 18.2 

ppm. 

GC-LR-MS (EI 70 eV) m/z (%) calcd. for C10H14: 134, found: 134. 

Attempts to obtain HRMS data using ESI and API were unsuccessful. 
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5-Methyldeca-1,3,6,8-tetraene (8b) 

Following the general procedure, tetraene 8b was synthesized as a colorless oil (3.4 mg, 8% 
1
H 

NMR yield). Rf = 0.63 (hexanes). The product is a mixture of two isomers 8b/8c in a 6:1 ratio. 

Only the major isomer 8b was fully characterized. 

1
H NMR  (400 MHz, CDCl3) ŭ 6.68 ï 6.58 (m, 1H), 6.06 ï 5.92 (m, 3H), 5.68 ï 5.55 (m, 1H), 

5.49 (dd, J = 14.3, 6.3 Hz, 1H), 5.27 (t, J = 10 Hz, 1H), 5.19 (dd, J = 16.8, 1.9 Hz, 1H), 5.10 (td, 

Jd = 9.9, Jt = 2.0 Hz, 1H), 3.35 (dq, Jq = 16.0, Jd = 6.8, 1H), 2.91 (t, J = 6.7 Hz, CH2 minor 

isomer 8c), 1.73 (d, J = 6.6 Hz, 3H), 1.08 (d, J = 6.8 Hz, 3H) ppm. 

13
C NMR (100 MHz, CDCl3) ŭ 136.3, 135.4, 132.3, 131.6, 128.8, 128.1, 127.9, 117.6, 34.9, 

21.0, 18.2 ppm. 

GC-LR-MS (EI 70 eV) m/z (%) calcd. for C11H16: 148, found: 148. 

Attempts to obtain HRMS data using ESI and API were unsuccessful. 
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(Deca-1,3,6,8-tetraen-5-yl)benzene (8d) 

Following the general procedure, tetraene 8d was synthesized as a colorless oil, (6.3 mg, 17%, 

isolated yield). Rf = 0.37 (hexanes). The product is a mixture of two isomers 8d/8e in a 2:1 ratio. 

Only the major isomer 8d was fully characterized. 

1
H NMR  (400 MHz, CDCl3) ŭ 7.45 ï 7.38 (m, 1H), 7.35 ï 7.27 (m, 2H), 7.25 ï 7.15 (m, 2H), 

6.73 (dt, Jd = 16.9, Jt = 10.6 Hz, 1H), 6.12 ï 6.04 (m, 3H), 5.74 ï 5.49 (m, 3H), 5.27 (dd, J = 

16.9, 9.2 Hz, 1H), 5.17 (dd, J = 10.4, 1.9 Hz, 1H), 4.54 (dd, J = 9.9, 6.5 Hz, 1H, CH benzylic 

major isomer 8d), 3.05 (t, J = 7.2 Hz, 2H, CH2 minor isomer 8e), 1.74 (d, J = 6.1 Hz, 3H, major 

isomer 8d) 1.73 (d, J = 6.1 Hz, 3H, CH3 minor isomer 8e) ppm. 

 

13
C NMR (100 MHz, CDCl3) ŭ 133.2, 132.7, 132.0, 131.3, 131.0, 129.2, 128.8, 128.7, 128.6 

(2C), 127.7 (2C), 126.5, 118.7, 46.2, 18.2 ppm. 

GC-LR-MS (EI 70 eV) m/z (%) calcd. for C16H18: 210, found: 210. 

Attempts to obtain HRMS data using ESI and API were unsuccessful.  
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3-Methylene-6-((1E,3E)-penta-1,3-dien-1-yl)cyclohex-1-ene (8f) 

Following the general procedure, tetraene 8f was synthesized as a light yellow oil, (3.5 mg, 16%, 

isolated yield). Rf = 0.96 (90:10, hexanes/EtOAc). 

1
H NMR  (400 MHz, CDCl3) ŭ 6.17 (dd, J = 10.0, 2.2 Hz, 1H), 6.05 ï 5.99 (m, 2H), 5.69 (dd, J = 

9.7, 3.7 Hz, 1H), 5.65 ï 5.60 (m, 1H), 5.55 ï 5.49 (m, 1H), 4.80 (s, 1H), 4.77 (s, 1H), 2.94 ï 2.88 

(m, 1H), 2.44 ï 2.35 (m, 1H), 2.34 ï 2.25 (m, 1H), 1.87 (ddt, Jt = 12.6, Jd = 7.5, Jd = 4.5 Hz, 1H), 

1.74 (d, J = 6.5 Hz, 3H), 1.56 ï 1.47 (m, 1H) ppm. 

13
C NMR (125 MHz, CDCl3) ŭ 143.0, 134.3, 132.7, 131.5, 130.3, 129.6, 128.1, 111.2, 38.5, 

29.5, 28.8, 18.3 ppm. 

HRMS (APPI) calcd. for [C12H16]
+
: 160.1246, found: 160.1245. 
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1-(Hexa-2,4-dien-1-yl)-2-vinylcyclopent-1-ene (8g) 

Following the general procedure, tetraene 8g was synthesized as a colorless oil, (2.0 mg, 18%, 

isolated yield). Rf = 0.96 (90:10, hexanes/EtOAc). The product is a mixture of two diastereomers 

in a 2:1 ratio. Only the major diastereomer was fully characterized. 

1
H NMR  (500 MHz, CDCl3) ŭ 6.67 (dd, J = 16.8, 11.0 Hz, 1H), 6.06 ï 5.95 (m, 2H), 5.63 ï 5.55 

(m, 1H), 5.53 ï 5.45 (m, 1H), 5.09 ï 5.02 (m, 2H), 2.96 (d, J = 6.9 Hz, 2H), 2.50 ï 2.47 (m, 2H), 

2.42 ï 2.39 (m, 2H), 1.85 ï 1.79 (m, 2H), 1.72 (d, J = 6.5 Hz, 3H) ppm. 

13
C NMR (125 MHz, CDCl3) ŭ 140.7, 131.5, 131.4, 131.0, 130.9, 128.7, 127.7, 113.3, 37.1, 

32.6, 31.8, 21.5, 18.2 ppm. 

HRMS (APPI) calcd. for [C13H18+H]
+
: 175.1487, found: 175.1480. 



S40 

 

 

  



S41 

 

 

Nona-1,3,6,8-tetraene, 8h/8i/8j 

Following the general procedure, tetraenes 8h/8i/8j were synthesized as a colorless solution in 

CDCl3 (14%, 
1
H NMR yield). Rf = 0.73 (hexanes).  

Mixture of three inseparable diastereomers (E/E, E/Z, Z/Z)  

1
H NMR  (400 MHz, CDCl3) ŭ 6.71 ï 6.58 (m, 1H), 6.38 ï 6.27 (m, 1H), 6.13 ï 6.00 (m, 2H), 

5.70 (dq, Jd = 15.3 Hz, Jq = 6.4 Hz, 1H), 5.50 ï 5.40 (m, 1H), 5.23 (dd, J = 16.9, 1.6 Hz, 1H), 

5.15 ï 5.1 (m, 2H), 4.99 (dd, J = 10.0, 3.3 Hz, 1H), 3.09 (t, J = 7.6 Hz, 0.53H diastereomer 8h), 

2.99 (t, J = 7.1 Hz, 0.99H diastereomer 8i), 2.99 (t, J = 6.7 Hz, 0.60H diastereomer 8j) ppm. 

13
C NMR (100 MHz, CDCl3) ŭ 137.0, 132.5, 132.3, 132.1, 132.0, 131.9, 131.6, 130.2, 129.8, 

129.8, 129.3, 117.8, 115.7, 115.6, 35.4, 30.7, 26.6 ppm.  

GC-LR-MS (EI 70 eV) m/z (%) calcd. for C9H12: 120, found: 120. 

Attempts to obtain HRMS data using ESI and API were unsuccessful.  
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((1E,3E,6E)-Nona-1,3,6,8-tetraen-1-yl)benzene (8k) 

Following the general procedure, tetraene 8k was synthesized as a yellow oil (8.2 mg, 24%, 

isolated yield). Rf = 0.62 (hexanes).  

1
H NMR  (400 MHz, CDCl3) ŭ 7.37 ï 7.35 (m, 2H), 7.29 (dt, Jd = 8.6 Hz, Jt = 6.8 Hz, 2H), 7.19 

(tt, J = 6.4, 1.2 Hz, 1H), 6.75 (dd, J = 15.6, 10.5 Hz, 1H), 6.64 (dtd, Jd = 16.9, 1.0 Hz, Jt = 10.6 

Hz, 1H), 6.45 (d, J = 12.0 Hz, 1H), 6.23 (ddt, Jd = 14.0, 10.4 Hz, Jt = 1.7, 1H), 6.09 (t, J = 11 Hz, 

1H), 5.80 (dt, Jd = 15.0 Hz, Jt = 6.6 Hz 1H), 5.49 (dt, Jd = 10.7 Hz, Jt = 7.9 Hz, 1H), 5.23 (dd, J = 

16.9, 1.6 Hz, 1H), 5.14 (td, Jd = 10.4, Jt = 1.9 Hz, 1H), 3.04 (t, J = 7.1 Hz, 2H) ppm.  

13
C NMR (100 MHz, CDCl3) ŭ 137.6, 132.7, 132.0, 131.3, 130.8, 130.3, 129.3, 129.1, 128.6 

(2C), 127.3, 126.2 (2C), 117.9, 31.1 ppm. 

HRMS (APPI) calcd. for [C15H16 + H]
+
: 197.1330, found: 197.1323. 
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