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10.12: Solutions to Selected Problems
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Exercise 10.3.3:
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Exercise 10.3.4:
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Exercise 10.3.6

The retro-Diels Alder reaction is entropically favored, because two molecules are made from one molecule. As a result, energy
becomes partitioned into additional states because the degrees of freedom are increasing. Internal entropy increases during this
reaction. Mathematically, the entropy term is negative in the expression for free energy, so as entropy increases the free energy
becomes lower. Because that term is actually a product of entropy and temperature, an increase in temperature has the effect of
amplifying the influence of entropy on the free energy of the reaction. Hence, this reaction is favored by internal entropy factors,
which come to dominate at elevated temperature.
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Exercise 10.3.8:
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The maleic anhydride is polarized, with electron density drawn toward the anhydride functional group on one side of the ring. As a
result, the other side of the ring is left more positive, and will attract the polarizable electron density from the diene.

Exercise 10.4.1:
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Exercise 10.4.2:

Lewis acids frequently activate carbonyl compounds towards interaction with nucleophiles. They do so by binding to the lone pairs
on the carbonyl oxygen, drawing electron density away from the oxygen and, inductively, away from the neighbouring portion of
the molecule.
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Exercise 10.4.3:
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Exercise 10.4.4:

SGCHS GE:
P

Exercise 10.4.5:

Exercise 10.4.6:

NO
NO,

a) / |r S

Exercise 10.4.7:

10.12.10 https://chem.libretexts.org/@go/page/204150



https://libretexts.org/
https://creativecommons.org/licenses/by-nc/3.0/
https://chem.libretexts.org/@go/page/204150?pdf

LibreTextsw

:0 EtyN, ZnCl,, MesSiCl
r E
:0OMe

\\ﬂ_{/
LoHHE2 A H + Me " ’
Znll-— :Oﬁ“H zn'—0 Me xs‘[i —0
Y S~ H =Cl/| O 7~y
x = “+/Me S
:OMe :OMe .

L QMQ
Me . Me 24
Si-Me Zn' l
HoH
Exercise 10.4.8:
o o]
Me 5SiO
MesSiO €51 °
< | O —_— (
M
OMe (o] OMe
) o] OH
Me 3SiO /[( Me3SiO
—_— =
\<\ o o
OMe OR OMe ©
. o]
MesSio Me,3SiO
OMe
. R ——
oM (o]
e MeO OMe
o] JF'I'I
Me,SiO HLH o]
;
i‘\ |/O _— Me 3Si0 |
OMe Ph o
MeO
Q Ph
Me3SiO J)LH Me3SiO 0
—_— =
T o S|
OMme Ph MeO O

Exercise 10.4.9:

10.12.11 https://chem.libretexts.org/@go/page/204150



https://libretexts.org/
https://creativecommons.org/licenses/by-nc/3.0/
https://chem.libretexts.org/@go/page/204150?pdf

LibreTextsw

Q..
SHEN
Me
- Me - -Me i
. 0: Sy o
MegSIO_z ‘0
o |:0: . 10
iva p
: OMe 0: MeQ: 0:

Exercise 10.4.10:
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The drawings indicate the two electron-donating groups are operating at cross purposes. One directs electron density toward one
end of the diene, whereas the other directs the electron desnity toward the other end.
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Synthesis of Didehydrostemofoline (Overman, 2003)
Isolated from a family of East Asian plants; deters insect feeding.
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Exercise 10.9.4:
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Bryostatin Partial Synthesis (Burke, UW-Madison, 2004)
One of a family of natural products isolated from the nudibranch, Bugula neritina. Bryostatin 1 was unsuccessful as an
anticancer agent but shows promise in trials against Alzheimer's.
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